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Preface

Dielectric spectroscopy has a long history of characterizing the magnitude and time
or frequency dependence of the polarization that results from an external electric
field. Technical developments have facilitated access to a broad range of timescales
and frequencies, covering at least the range from 1 ps to 1 year in terms of observed
equilibrium relaxation times. This broadband property together with the high
resolution and measurement automation have turned dielectric relaxation mea-
surements into a standard tool for characterizing the dynamics of a wide range of
materials by measuring the permittivity, ¢. In a typical experiment, polarization
P = y¢&oFE is proportional to the magnitude of the applied field E, implying that the
susceptibility y = ¢ — 1 remains independent of the amplitude of the electric field. In
fact, many experimental reports do not specify the field amplitude, because it is
considered irrelevant for the results. At sufficiently high electric fields, however, the
dielectric behavior will depend on the field magnitude in this nonlinear regime.

The term “nonlinear dielectric effect” refers to any signature of deviations from
the linear correlation between polarization P and external electric field E. The
interest in studying such nonlinear features goes back to P. Debye and his book on
Polar Molecules published in 1929. At the time, only dielectric saturation was a
known nonlinear effect, observed as a reduction in the amplitude of permittivity.
About 10 years later, the chemical effect was recognized by Piekara, which
amounted to an increase in amplitudes. Subsequently, it has been discovered that
also time constants can be affected by high fields, leading to accelerated or frus-
trated dynamics, depending on the type of field used, alternating versus static. The
slowing down of dielectric relaxation by static electric fields in simple liquids was
not discovered until 2014. In recent years, tremendous advances have been made
regarding both the high-resolution measurements of nonlinear dielectric effects and
their understanding in terms of theoretical and modeling approaches.

The aim of this book is to introduce the ideas and concepts of Nonlinear
Dielectric Spectroscopy, outline its history, and provide insight into the present
state of the art of the experimental technology and understanding of nonlinear
dielectric effects. Emphasis will be on what can be learned from nonlinear exper-
iments that could not be derived from the linear counterparts. It will become clear
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that nonlinear dielectric spectroscopy can be used as a tool to measure structural
recovery or physical aging, as well as potential connections between dynamics and
thermodynamic variables such as enthalpy and entropy. Supercooled liquids in their
viscous regime are ideal candidates for investigating nonlinear effects, because they
are particularly sensitive to changes in temperature, and are thus expected to be
sensitive to changes in the electric field. Other interesting materials to be covered
are plastic crystals and complex liquids near criticality. It is also to be pointed out
that, compared with other techniques such as mechanical shear experiments, the
nonlinear regime of dielectric spectroscopy is special in the sense that the energies
involved always remain small compared with thermal energies.

Theoretical approaches to nonlinear effects are particularly complicated because
the tools available for the linear regime no longer apply. As a result, there is no
single generally accepted theory regarding nonlinear dielectric responses of real
liquids. Various approaches to nonlinear dielectric features have been reported, and
the different aspects will be communicated in the first three chapters. The remaining
chapters focus more on the experimental aspects, involving different experimental
techniques and a range of materials such as liquids, supercooled liquids, plastic
crystals, electrolytes, ionic liquids, and polymeric materials. The reader will notice
that the contributions will offer different or even conflicting views on how to
interpret the results observed with nonlinear dielectric spectroscopy. This feature
reflects the present state of research activities, indicating that this field still bears
numerous unresolved questions that warrant further research on nonlinear dielectric
spectroscopy for years to come.

The editor is grateful to all the contributors to this volume for a smooth and
effective collaboration on this joint project. Support from the staff of Springer and
from the Series Editor, F. Kremer, is also gratefully acknowledged.

Tempe, USA Ranko Richert
January 2018
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Nonlinear Dielectric Response of Polar )
Liquids L

Dmitry V. Matyushov

Abstract The linear dielectric constant of a polar molecular material is mostly the
function of the molecular dipole moment and of the binary correlations between the
dipoles. The dielectric response becomes nonlinear for a sufficiently strong electric
field gaining a dielectric decrement proportional, in the lowest order, to the squared
field magnitude. The alteration of the dielectric response with the electric field is
governed by a combination of binary and three- and four-particle dipolar correla-
tions and thus provides new structural information absent in the linear response.
Similar higher order correlations between the molecular dipoles enter the tempera-
ture derivative of the linear dielectric constant. Mean-field models, often applied to
construct theories of linear dielectric response, fail to account for these multi-particle
correlations and do not provide an adequate description of the nonlinear dielectric
effect. Perturbation theories of polar liquids offer a potential resolution. They have
shown promise in describing the elevation of the glass transition temperature by an
external electric field. The application of such models reveals a fundamental distinc-
tion in polarization of low-temperature glass formers close to the glass transition and
high-temperature, low-viscous liquids. The dielectric response of the former is close
to the prescription of Maxwell’s electrostatics where surface charge is created at any
dielectric interface. On the contrary, rotations of interfacial dipoles are allowed in
high-temperature liquids, and they effectively average the surface charge out to zero.
Models capturing this essential physics will be required for the theoretical description
of the nonlinear dielectric effect in these two types of polar materials.

1 Introduction

This chapter discusses theoretical approaches to nonlinear response of polar materials
to the externally applied electric field. The domain of linear theories is limited by the
assumption of a linear scaling of the macroscopic dipole moment M with the applied
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field. The response to an external field depends on the geometry of the sample through
the polarization of the sample’s surface. On the contrary, experimental evidence
suggests that the response to the Maxwell field is local and independent of the sample
shape. The dielectric susceptibility, connecting M to the Maxwell field, and the
dielectric constant ¢ defined from the susceptibility are both material properties.

The dependence of the dipole induced in a macroscopic sample on its shape
is a direct consequence of the long-range, o 3, scaling of the interaction energy
between the dipoles. The same distance dependence enters the pair distribution func-
tions [23] describing intermolecular correlations. This long-range scaling, therefore,
has to be eliminated in the theories of local material properties. In the linear regime,
this is achieved by the Kirkwood—Onsager equation [4], which allows the cancela-
tion of the long-ranged correlations through a linear combination of the longitudinal
and transverse components of the polar response [35]. This result directly follows
from liquid-state theories operating in terms of pair distribution functions [24]. We
follow here a somewhat different approach and, for the sake of pedagogy, arrive at
the Kirkwood—Onsager result from the general electrostatic considerations applied
to a slab sample of the dielectric. This derivation is contrasted with the spherical
geometry of the sample commonly used [4, 17] following Kirkwood’s original work
[27]. Before discussing the issues pertinent to the linear dielectric response, we start
with exact relations for the thermodynamics of polarized dielectrics, which are not
limited by the linear response approximation. Those can be found in the standard
textbooks on dielectrics [25, 31], as well as in more specialized monographs [4,
17]. We, however, combine the thermodynamic results with statistical fluctuation
relations usually not provided in the standard sources.

The Kirkwood—Onsager equation for the linear dielectric constant connects it to
the variance of the sample’s macroscopic dipole moment. This variance involves
binary correlations between the molecular dipoles quantified through the Kirkwood
correlation factor gg, which is connected to a specific angular projection of the pair
correlation function. However, already the temperature derivative of the dielectric
constant brings the demand on the theory to a new level since it requires orienta-
tional correlations of the order higher than binary and cannot be described on the
same level of theory as the dielectric constant itself [47]. Orientational correlations
of even higher order, between three or four distinct dipoles in the liquid, are required
for the description of the first nonlinear correction to the dielectric constant [18, 44],
which makes the dielectric response depend on the electric field. Both binary den-
sity and binary orientational correlations, along with the higher order orientational
correlations, enter the observable decrement of the dielectric constant, which scales
quadratically with the Maxwell field. Moreover, the binary and higher order corre-
lations strongly compensate each other in the final result for the dielectric function
decrement. No simple approximation, such as a mean-field model, can therefore be
applied to this problem.

The overall change of the dielectric constant with the Maxwell field can gener-
ally be represented as a product of the Binder parameter [30] for the dipole moment
measured along the field and the number of particles N in the sample. The Binder
parameter is designed to gauge the deviation of the global statistics of a chosen
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extensive property from the Gaussian statistics expected for a macroscopic mate-
rial far from points of global instability (phase transitions and criticality). From this
perspective, the decrement of the dielectric constant with increasing electric field is
a fundamental parameter giving access to non-Gaussian fluctuations of the macro-
scopic dipole moment not observable in the thermodynamic limit N — oo [44].
More specifically, it gives access to the first expansion term of the Binder parameter
in N~!. This parameter provides, at the expense of significantly increased complex-
ity, a glimpse of the material properties not accessible in linear response.

A significant assumption adopted in the derivation of the nonlinear dielectric
response presented below and silently adopted in the literature is that, being a func-
tion of the external field, the dielectric function remains a local material property,
i.e., a property independent of the sample shape. Experiment suggests that this is a
reasonable assumption, but the current state of the theory does not allow a direct cal-
culation of highest order many-particle correlations involved. It is therefore important
to present a theoretical treatment, even incomplete, that consistently leads to local
nonlinear response functions. Perturbation expansions for the thermodynamics of
polar liquids in the form of Padé-truncated perturbation series [22, 62] allow such a
derivation. We show below how to apply this theoretical approach to derive the linear
dielectric response. This formalism provides a new solution for the local field acting
on a molecule in the polar liquid. The typically applied approximation, derived from
solving the dielectric boundary-value problem, for the so-called cavity field [4] is
generally inconsistent with atomistic computer simulations and the new analytical
theory provides a better agreement with the numerical results. A fundamental issue
appearing in the analysis of the experimental data is a significant distinction between
the local dielectric response exhibited by high-temperature and low-temperature lig-
uids. It appears that Lorentz’s concept of a virtual interface, producing no surface
charges, is more reliable at high temperatures, while slower relaxing liquids, close
to the glass transition, fall into the domain of solid-like interfaces envisioned by the
Maxwell view of dielectric polarization [48].

The distinction between the Lorentz’s and Maxwell’s views of interfacial polar-
ization comes in direct focus in an attempt to understand the elevation of the glass
transition temperature by an external field. This theory is based on the use of the Padé-
truncated perturbation theories of polar liquids [22] to formulate the configurational
entropy of a polar glass former [45]. The application of the electric field lowers the
configurational entropy thus shifting the glass transition temperature upward. The
amount of the shift is, however, strongly affected by whether the Lorentz or Maxwell
view of the local field in the dielectric is adopted. The Maxwell result turns out to be
more consistent with experimental evidence. This outcome strongly suggests that the
boundary conditions applied in the dielectric response problem significantly depend
on the ability of the interfacial polar molecules to average out the surface charge
on the observation window of the experiment. A supercooled liquid near the glass
transition suppresses the orientational motions, thus leading to solid-like Maxwell
boundary conditions. We discuss this problem in more detail at the end of this chapter.
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2 Thermodynamic and Statistical Relations

Dielectric experiments performed with plane capacitors report the free energy stored
inside the capacitor and are usually presented in the form of capacitance, from which
the dielectric constant is derived. The electrostatic free energy is quadratic in the
Maxwell field E = A¢/d determined experimentally as the ratio of the electric
potential drop on the capacitors plates A¢ and the distance d between them (Fig. 1).
When the capacitor volume is V, the equation for the electrostatic Helmholtz free
energy becomes [31] (in Gaussian units)

1%
Fp = —epE>. (1)
8

Equation (1) is formally exact since it represents the electrostatic free energy, gen-
erally nonlinear in the Maxwell field, in the form of the capacitance

C =¢epV/(@nd? )

including an unknown function eg = eg(E).

Very few exact relations can be established without resorting to the linear response
when e = ¢ is the dielectric constant of the material. Alternatively, for relatively
weak fields relevant for most experimental conditions (up to ~300 kV/cm [56]),
e¢g = ¢ + Ageg can be expanded in the powers of E. The first nonvanishing term in
the series is quadratic in E for isotropic materials. The dielectric constant decrement
Aeg is therefore linear in E?

Asp = —aE*. (3)

The proportionality constant a is known as the Piekara coefficient [7]. It is usually
anticipated to be positive and, in such cases, is associated with dielectric saturation,
when, loosely speaking, dipoles diminish their ability to respond in high fields. This
mechanism is usually discussed in the framework of the mean-field Langevin model.
However, negative values have been observed as well [7, 38], and those are generally
related to multiparticle dipolar correlations in a polar liquid [18] as we discuss in
more detail below.

Before these approximations are introduced, one can start with exact thermo-
dynamic relations. The alteration of the Helmhotz free energy of the bulk material
performed at constant volume (subscript “V”) is given by the following relation [31]:

\%
8Fy = —-8S8T + —EéSD. 4)
4

Here, D = E +4n(M)g/V is the dielectric displacement and (M) is the dipole
moment induced in the material in the presence of the external field. We denote
M as the dipole moment of a macroscopic sample along the direction of the field,
which we align along the z-axis of the laboratory frame (Fig. 1). The z-projection
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E. = A¢/d

\/

EOz = EEZ z

Fig. 1 Cartoon of the slab geometry of the dielectric sample with the projections of the dipole
moment M, and M, along the corresponding axes. The drop of the electrostatic potential A¢ at the
capacitor’s plates creates the Maxwell field E = E, = A¢/d inside the dielectric. The boundary
conditions for the slab preserve the electric field across the slab plane, Eq, = E,, while the Maxwell
field is reduced by ¢ relative to the external field in the z-direction perpendicular to the slab. Also
shown is the unit vector € along the molecular dipole m and its corresponding projections on the
axes

will be explicitly indicated where its omission can lead to confusion with other
Cartesian components. For the rest of our discussion, we consider the plane capacitor
geometry commonly used in the experimental setup. In this geometry, the dielectric
displacement is equal to the field Ey of the external charges on the capacitor’s plates.
If the charge density (charge per unit area) is o, one obtains from the standard
electrostatic arguments [31] D = Ey = 4mwoy. This connection implies that varying
D and E| is achieved by charging the plates.

Equation (4) leads to the connection between the external field and the Maxwell
field through the relation

E = (4/V)(@F/IEo)y r = Eo —4n(M)p/V. (&)

One additionally obtains the Maxwell relation between the variation of the entropy
with the external field and the temperature derivative of the induced dipole moment

(M)E
(), -,
0Eo )y r aT V.Eo

The dipole moment (M) g induced in the material by the external field is the target
of statistical theories of dielectrics [17]. It is generally calculated by recognizing that
the external perturbation produced by the field of external charges is —M - Ey =
—ME, [31]. The induced dipole is then calculated as the statistical average
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(M) = 1Q(ET" [ Me PP B, ™
where Hy is the Hamiltonian of the unperturbed dielectric and

O(Ey) = / o BHBMEoy ®)

is the partition function of the polar material in the external field. The phase space
element dI” involves all degrees of freedom of the macroscopic sample over which
integration is performed and 8 = (kgT)~! is the inverse temperature. From this defi-
nition, one can immediately convert the Maxwell relation in Eq. (6) to the fluctuation
relation involving the correlation of the dipole moment with the system Hamiltonian

T 05 = (§MBSH 9
<a_Eo>V,T_< BSH) e, ©)

where H = Hy— MEy,6M =M — (M)g,and §H = H — (H)g.
The use of a linear relation between the Maxwell and external fields, E = ¢Ej,
significantly simplifies the thermodynamics of dielectrics. The free energy of the

capacitor becomes
v

Fp = —ED. (10)

8
This free energy is a sum of the component describing the electric field in vacuum (the
first summand) and the free energy of polarizing the dielectric (the second summand)

Voo
Fg = gEo — 5 Eo(M)E. (11)

One can next calculate the entropy of electrostatic polarization, which is expressed
through the derivative of the dielectric constant with temperature taken at the constant

volume [17, 31]
dlne
TSg = Fg ( ) . (12)
14

The constant volume temperature derivative can be related to the more often available
temperature derivative at constant pressure through the thermodynamic relation [47]

0 0 0
AN IR A I A (13)
oT ), oT Jp  PBr \oP /),

Here, ap is the isobaric expansivity and Br is the isothermal compressibility. The

results of calculating this correction from experimental data [37] are listed in Table 1
for a number of common polar liquids. The derivatives at constant volume and pres-
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Fig.2 —(dlne/0InT)y versus —(d1Ine/dInT)p shown for experimental data in Table 1 (points,
formamide is omitted). The dashed line refers to a linear fit through the points with the equation
—0.019 + 0.908x

sure follow an approximately linear relation shown in Fig. 2 for the polar liquids
listed in Table 1.

The temperature derivative of the dielectric constant can be connected to the
correlation between the dipole moment and energy (Hamiltonian) fluctuations by
using Eq. (9). Since the right-hand side in Eq. (12) is taken from linear response, the
same approximation needs to be applied to Eq. (9). By keeping only terms quadratic
in the electric field, one arrives at a fluctuation relation for the linear response entropy

2
TSp = ﬁ%mz(ﬂwo — ). (14)

Here, we use angular brackets without the subscript to designate a statistical ensemble
average in the absence of the external field and have assumed (M) = 0, which is true
for isotropic materials without spontaneous polarization (ferroelectricity). Also note
that since entropy is extensive, one has to require that both correlators, (M?>8 Hy) and
(M?), scale with the number of particles as o< N.

The external field E is weak compared to local fields in a polar material in all
practical cases. A perturbation expansion of the statistical averages in terms of the
external perturbation H = —M E often applies, as in fact done in deriving Eq.
(14). The resulting expansion is in the powers of Ey. On the contrary, an expansion
in the powers of the Maxwell field is required for the local material properties,
such as e¢ and in the corresponding definition of the Piekara coefficient in Eq. (3).
The difficulty of connecting the response to the external field E, following from
statistical theories, to the response to the Maxwell field required by local properties
and measured experimentally is shared by all theories of dielectrics [12, 17]. Arriving
at the material dielectric constant from fluctuation relations requires connecting E
to Ey. This connection depends on the chosen geometry of the sample [17] due to
charges produced at its surface by the polarizing external field. Given the final result
must be independent of the sample shape, one commonly resorts to calculating (M) g
for a specific shape for which the connection between E and Ej is particularly simple.
Typical derivations are performed either for a spherical dielectric sample or for a
spherical region inside a continuous dielectric [27]. A generalization to an arbitrary



D. V. Matyushov

[—BdD UL, ;M 0 UL, * _BJIN UL, |3 Ulg ‘q Ul

£€0°T 671 $500°0 110°0— 810°0— SI'1 6L0°C 6t WI0JOIO[YD
8PT'T €'l £€910°0 620°0— 8%0°0— 81 L66'T 001 QUEIROIONYIIP-T T
SIL0 01 LOTO'0 8%0°0— £€90°0— LET 1LTT 16°C1 ouIpLAq
1290 €8°0 65100 0L0'0— 160°0— 81t 9T€'T TSt o[LnIuoZUSg
0L0'T 8¢'1 $8€0°0 001°0— 0ST1°0— T6'€ 86L'T ¥6'S¢ [INIU0RIY
YTeT Pl €200 €L0°0— 860°0— 69°C 6€8'T L'0T 2U0JIY
06L°0 Pl T6£0°0 0r1°0— L6T°0— 9¢°¢ 7061 L'TE suryRWONIN
T6£°0 790 €€20°0 LST0— ¥61°0— 1€ LY0'T Lov [094]3 sud[Aypg
0650 $6°0 $T€0°0 ¥81°0— 9€7°0— Y6y ¥10°C 679 areuoqres quafkdoig
LSO 920 LEO0 6£€°0— 09€°0— €81 9LL'T 9p'8L oM
686°0 9T'1 850°0 101°0— SLT'0— 991 6161 Ly'Tl [oueng-
ST0°1 60°1 L6100 1210~ 10— 60°€ SI6'1 £€°0T [ouedoxd-u
€ST'T 60'1 $520°0 €21°0— LYT0— 991 8¥8'1 SSHT [oueyy
85’1 611 61€0°0 921°0— 961°0— L8°C 09L'T L8'SE [ouryRN
66£°0 SLO €600 09S°1— €59 1— LEE 160°C $'601 SPIUIBULIO

oLd pd® | JL(de/se) | qA(Le/se)| qd(ze/3e) ot 03 3 pmbry

sisATeue ay) ut pasn [/ ¢] sontodoid pinbi Jo 3sTT | J[qEL



Nonlinear Dielectric Response of Polar Liquids 9

shape cut from a liquid volume can be found in the paper by Hgye and Stell [24].
Here, we follow a somewhat alternative route by deriving all equations for the linear
and nonlinear dielectric response for a slab geometry of the sample. We show below
how this approach can be applied to deriving the linear Kirkwood—Onsager equation
for the dielectric constant &, but first start with some general relations which can
be obtained solely from the assumption that the nonlinear dielectric polarization is
small compared to the linear one.

One can start with an empirical relation representing the dipole moment induced
in the sample as a series expansion in odd powers of the Maxwell field [7, 56]

M
WM _ B+ 6E, (15)

where x; is the linear dielectric susceptibility € = 1 + 4m x;. This relation can be
substituted into the thermodynamic link between the field of external charges E, and
the Maxwell field E in Eq. (5), which leads to the relation between E( and E

Ey = ¢E + 4 x3E>. (16)
From this formula, one obtains for the variation of the external field
8D =8E0=88E+127rx3E28E. a7

The resulting connection between § E and § E can be used to integrate the free energy
in Eq. (4) to arrive at Eq. (1) in which the nonlinear dielectric function becomes

EE =€+67'[X3E2. (18)
One therefore obtains for the Piekara coefficient in Eq. (3)

a = —6mx;3. (19)

3 Linear Response

The connection between the linear dielectric constant and the variance of the sample
dipole moment is provided by the Kirkwood—Onsager equation [4, 17]. We adopt
here the slab geometry of the sample (Fig. 1) and assume that the electric field can
be aligned either along the z-axis, as is done in the standard dielectric setup [4], or
along the x-axis, which would typically correspond to experiments with absorption
of light propagating perpendicular to the slab plane [46]. The first-order perturbation
expansion in Egs. (7) and (8) yields

(My)g = B(M_)Eoq, (20)
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where o = x, z specifies Cartesian projections. For the slab geometry, the connection
between E( and E depends on whether the field is perpendicular or parallel to the
slab plane [25]: Ey, = ¢E, and Ey, = E, (Fig. 1). Since the response to the Maxwell
field, 4w (M) = V(e — 1) E,, is invariant in respect to the projection taken for an
isotropic dielectric, one can write the dielectric constant in terms of the variance of
the total dipole moment of the sample (M?) = (M?) + 2(M3). This procedure leads
to the Kirkwood—Onsager equation

(e—DQRe+1) 4rm )
— = —B(M"). 21

8 oV p(M7) 21
The variance of the sample dipole in the absence of the external field is independent
of the shape of a macroscopic sample and the Kirkwood—Onsager equation can be
used for any macroscopic material [24]. A useful connection between (M?) and
variances of the corresponding projections follows from this derivation

2e + 1

(M?) = 26 + 1)(M?) = .

(M3). (22)

The dipole moment M in Kirkwood—Onsager equation is the total dipole of the
sample, including all permanent and induced molecular dipoles. We will discuss the
separation into two components below and first start off by neglecting the molecular
polarizability and the corresponding induced dipoles. The dipole moment M then
becomes the sum of N molecular permanent dipoles m;: M = Z?’Zl m;. The left-
hand side of Eq. (21) becomes

A /9V)B(M?) = ygk, (23)

where
y = (4m/9)Bm’p, (24)

o = N/V is the number density, and m is the magnitude of the molecular dipole (see
Table 1 for the typical values). The parameter y plays the role of the effective density
of permanent dipoles in the liquid, while g in Eq. (23) is the Kirkwood correlation
factor [27]

gk =N"Y (& &) (25)
ij

It is given in terms of the unit vectors €; along the direction of the molecular dipole
m; (Fig. 1) and thus defines the average cosine of the angles between all pairs of
dipoles in the liquid. We discuss an alternative definition of the Kirkwood factor
below in connection to the nonlinear dielectric effect.

The average over the orientations of the dipoles can be expressed in terms of
the pair correlation function [22, 23] of the liquid k(1, 2) = h(ri2, ®1, @), which
depends on the distance r |, between two dipoles and their orientations @ and @,. The
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scalar product A(1, 2) = €, - €;, when averaged over the orientations of the dipoles
®; and w», creates the projection h% (r) [22, 23] of the pair correlation function on
the rotational invariant A(1, 2)

hA(r) = 3(A0, 2)h(1,2)) 0, 0, (26)

The Kirkwood factor is usually expressed as the k = 0 value of the Fourier transform
of the A-projected correlation function h4 (k = 0)

gk =1+ (p/3)n?(k = 0). Q27)

The correlation function 24 (r) is short-ranged, which implies that it decays to
zero faster than r = of the dipole—dipole interactions in the liquid [63]. In fact, another
projection of the pair correlation function on a rotational invariant, the projection on
D(1,2) = 3(&; - t12)(F12 - €) — (&; - &), decays as r 3 at long distances, h” (r) —
(¢ — 1)2/(4mepyr3) [63], where y is given by Eq. (24) and £, = r»/r». Linear
combinations of the Fourier-transformed A- and D-projections enter the longitudinal
(L) and transverse (T) structure factors of the polarization fluctuations in the liquid
[53], which depend on the wavevector k

SH0) = 1+ (0/3) [0 + 20 )]

) ] (28)
ST = 14 (p/3) [hA(k) - hD(k)] .
Both S™ (k) and ST (k) are long-ranged, but the trace of the structure factor
gx(k) = 1+ (p/3h* (k) = ;[S* (k) + 28 (K)] (29)

eliminates the long-range dipolar correlations present in /2 (k) and leads to Eq. (27)
at k — 0. Examples of ST (k), as well as the k-dependent Kirkwood factor gg (k),
are shown in Fig. 3 for SPC/E force-field model of water [60].

S(k)

Fig. 3 Longitudinal (L) and transverse (T) structure factors and gx (k) from Eq. (29) for SPC/E
water at 7 = 300 K from molecular dynamics simulations [60]
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The physical meaning of the Kirkwood derivation [27] and of the corresponding
Onsager—Kirkwood relation [Eq. (21)] is, therefore, in eliminating the long-range
dipole—dipole correlations, scaling as » ~3 and producing the dependence of the result
on the sample shape [24]. The linear combination of the longitudinal (z-axis) and
transverse (x-axis) responses reduces the problem to the local correlations repre-
sented by 22 (r). The locality of the linear dielectric constant ¢ is, therefore, directly
linked to the locality of 22 (r) or of the corresponding direct correlation function
c4(r) [54]. This simple notion raises an objection to a recently proposed interpreta-
tion of second-order light scattering [10] from electrolytes in terms of long-ranged
h?(r) [8].Ifalong-ranged component with 2% (r) o« r =3, or slower asymptote, would
indeed exist, the dielectric constant of an electrolyte would cease to be a material
property, for which no evidence exists either experimentally or theoretically [6]. The
derivation of the Kirkwood—Onsager equation outlined here also makes it clear that
the linear combination of the longitudinal and transverse projections, leading to Egs.
(27) and (29), is specific to linear response and cannot be extended to the defini-
tion of the nonlinear dielectric function eg. It is therefore not justified to use the
Kirkwood—Onsager equation to connect g to (Mz) g [29] in the general nonlinear
scenario.

The use of linear response and the relations between the variance of the dipole
moment and the dielectric constant provide a fluctuation relation for the derivative of
the dielectric constant with temperature. Combining Eqs. (12) and (14), one arrives
at the following fluctuation relation for the logarithmic derivative of the dielectric
constant with respect to temperature:

dlne) 4np*
(alnT>V_1+s<T(M aHo)—1>, (30)

where Hy is the total energy (Hamiltonian) of the unperturbed liquid, see Eq. (7).

Equation (30) clearly shows that the temperature derivative of the dielectric con-
stant reports on dipolar correlations of the order higher than the binary correlations
affecting the linear dielectric constant through the Kirkwood factor. The nonlinear
dielectric effects, which we consider next, are also strongly influenced by the higher
order correlations and can potentially deliver structural and dynamic information
not available from the linear dielectric constant [34, 56]. Before we proceed to that
next topic, we first present the result for the temperature derivative of the dielectric
constant connecting it to numerical simulations of polar liquids.

Since spherical cutoff is commonly employed in atomistic simulations of liquids
[2] one needs fluctuation relations in terms of the spherically symmetric vector dipole
moment. For that purpose, Egs. (12) and (14) can be rewritten in the form

dlne 3¢ Iy 31)
omT), 28241

where
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4
My = SL‘f}(MZ(/%Ho — D). (32)

The dimensionless parameter M7 in this equation can be calculated from experimen-
tal temperature derivatives of the dielectric constant listed in Table 1 for molecular
liquids [37]. The results are shown in Fig. 4, where My follows an approximately
linear scaling with the dielectric constant, M7 ~ —0.75¢, (dashed line in Fig. 4).
This scaling suggests £(T') oc T~2/%, which is quite close to the commonly used [67]
empirical approximation &(T) o< T . The latter empirical result is in fact in perfect
agreement with My values obtained by excluding H-bonding liquids listed in Table 1
(polar liquids shown by closed points in Fig. 4), which yields My >~ —0.64¢. These
empirical observations suggest a fluctuation relation which should approximately
hold for high-temperature polar liquids

2B -

— (M“(B6Hy — 1)) =~ —1. (33)

eV
What is currently not known is whether deviations from this relation can be used to
signal an “abnormal’ behavior of aliquid. An obvious target for using such fluctuation
relations in numerical simulations is to detect intermittent structural fluctuations,
such as formation of hydrogen-bonded rings in alcohols [61], when the Kirkwood
correlation factor gains a significant temperature dependence.

From the thermodynamic perspective, the empirical relation £(7) oc T~! implies
that the entire free energy of electrostatic polarization is applied to the polarization
entropy

Fgp=-TSg (34)

and the internal energy of electric polarization vanishes, Ur = 0. There seems to be
no fundamental reason why this result should hold in an extended range of tempera-
tures. This implies that e(7T") « T~ ! has to be violated, as indeed was found in recent
experiments with propylene carbonate derivatives [66]. It is also violated in simula-

M+
A
o

t o H-bonding
— DHS
-80 :

0 20 40 60 80

Fig. 4 M7 calculated from Eqs. (31) and (32) for polar liquids (closed points) and alcohols and
water (open points, formamide omitted) at 7 = 298 K. The experimental data are taken from Ref.
[37] and the dashed line, M7 = —0.75¢, is the fit to all data. The dash-dotted line, M7 = —0.64¢,
is the fit to the polar liquids only. The solid line refers to the fluid of dipolar hard spheres (DHS)
[40]
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tions of the model fluid of dipolar hard spheres [40], as is shown by the solid line in
Fig. 4. The origin of the empirical temperature scaling is the g-factor in the right-hand
side of the Kirkwood—Onsager equation [Eq. (21)], which results in &(7) oc T~! at
e > 1 if (M?) or gk are temperature-independent. This, however, is not the case
when dielectric data are collected over an extended range of temperatures. Figure 5
shows (M?)(T) ~ m*>Ngg (T) for glycerol [47].

The temperature dependence of (M?) leads not only to the violation of the
e(T) o« T~ empirical rule, but also violates a more fundamental requirement
typically imposed on macroscopic variables and known as the Nyquist [51], or
fluctuation—dissipation [28], theorem. It prescribes that the variance of a macroscopic
extensive variable A is proportional to the number of particles in the system N and
temperature T: ((A)%) o« NT,8A = A — (A). The linear scaling of (M?) with N
is usually observed and is very essential to our arguments below regarding the non-
linear dielectric effect. On the contrary, the temperature scaling of the macroscopic
dipole moment clearly violates the Nyquist theorem: it decreases with increasing T
instead of the anticipated linear increase. In contrast to the dipole moment, thermal
fluctuations of the liquid density behave in accord with the Nyquist theorem (Fig.
5). The k = 0 value of the density—density structure factor

5(0) = (BN /(N)o = B~ pbr (35)

describes fluctuations §N = N — (N) of the number of particles N in a given
volume £2 relative to the average value (N)g. For a sufficiently large £2 and a
macroscopic N, one expects S(0) o T in a qualitative agreement with observations
[9, 11, 14].

The microscopic origin of (M?)(T) shown in Fig. 5 and shared by many polar
liquids [66] has never been clarified. More theoretical studies of the temperature
effect on the dielectric constant and the Kirkwood factor are required, but they all
share the same difficulty of accounting for multiparticle orientational correlations
entering the fluctuation relations in Egs. (31) and (32). While the Kirkwood factor
reflects only binary correlations, its temperature dependence requires understanding
orientational correlations of higher order.

|6
200 240 280 320 360
T(K)

Fig. 5 (M?)/(Nm?) for glycerol versus temperature (m = 4.6 D) [47]. The solid line, referring to
the right axis, shows S(0) calculated from the adiabatic bulk modulus [9, 11]. The filled points refer
to direct measurements of 87 [14]. The dashed lines are polynomial fits through the experimental
points
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4 Molecular Polarizability

As mentioned above, the variance (M?) in the Kirkwood—Onsager equation (21)
represents the sum of all permanent and induced, due to electronic and vibrational
polarizability, molecular dipoles in a macroscopic sample. The separation of the two
components is achieved by introducing the effective polarity parameter y, into the
modified Kirkwood—Onsager equation

(e—-1DQ2e+1)

- 36
% Ye8K (36)

The polarity parameter y, needs special care for polarizable molecular liquids.

The problem of incorporating the molecular polarizability as a separate component
of the dielectric response, distinct from the permanent dipoles, occupied already
early studies by Onsager [52] and Frohlich [17]. The most widely used relation for
the dielectric constant is due to Frohlich who considered the model of permanent
dipoles of the liquid immersed in the polarizable continuum characterized by the
high-frequency dielectric constant €., (Table 1). The Kirkwood-Frohlich equation

then reads ( )26 + 6)
£ — €00) (26 + £

= . 37

e 1 2)° Y&k (37

This equation achieves a specific form for the dipole moment in the liquid state m’,
which is typically enhanced compared to the gas-phase dipole moment m due to
molecular polarizability o [4]. The polarizability itself is enhanced from the gas-
phase value « to the condensed-phase value o’.

The prescription for obtaining m’ in Frohlich’s approach is just one of many
possible formulations of mean-field theories for screening the permanent charges
by induced molecular dipoles [24]. Microscopic mean-field theories of polarizable
liquids [63, 65] allow far better estimates of m’ and &’ than Frohlich’s ansatz. Different
routes to these parameters can be summarized in terms of a single effective polarity
parameter y, in Eq. (36), which becomes [4, 63]

Ye = (41 /9)Bo(m)* + (47 /3) pa’. (38)

A significant advantage of this formulation is that it preserves the left-hand side of the
Kirkwood—Onsager equation [Egs. (21) and (36)], shifting the focus to the calculation
or experimental measurement of the effective condensed-phase dipole moment m’
and polarizability «’. Such calculations of y, applying the Wertheim theory [65] of
polarizable liquids are listed in Table2. These results are then used in Eq. (36) to
calculate gx from experimental & (Table2). Since molecular polarizability directly
enters the calculations, the sensitivity to the choice of &4, typically complicating
estimates of gx from the Kirkwood—Frohlich equation [37], is avoided when Eq.
(36) is used instead.
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Table 2 Nonlinear response coefficients b p [subscript “P” refers to constant pressure in Eq. (49)]
calculated from experimental Piekara coefficients [37]

Liquid Ye gk bp bMF Yy b

Methanol 2.80 2.54 0276 0018  [0742 | —0.54
Ethanol 1.93 2.74 0269 0024 |0.675 |—0.53
Propanol 1.51 2.92 0.324 0.028 0.661 —0.52
t-butanol 1.21 1.90 0287  [0.051  |0508 |—0.54
Water 6.65> | 2.61 0.068 |0.008 0915 |-0.52
1,1-dichloroethane 135 1.55 0228  |0.054 0450 | —0.44
Chlorophorm 1.53 0.60 0.149  [0.104  [0.293 4.53

4With the cavity field susceptibility determined from the perturbation expansions according to
Eq. (72). %y = 6.22 for SPC/E force-field water used to produce the structure factors in Fig. 3

5 Non-Gaussian Fluctuations of the Macroscopic Dipole

Before proceeding to the derivation of the Piekara coefficient, let’s first lake a look
at the general question of what such a parameter can tell us about the statistics of
dipolar fluctuations in a macroscopic material. The starting point here is the partition
function of a dielectric material in Eq. (8). One can consider the dipole moment M
as a stochastic variable and define the cumulant generating function [21]

o8 (ED) . (oPMEny _ QQ((EO(;). (39)

The function g (Ej) is given by the cumulant series in the field E with the coefficients
defined in terms of cumulants K,, of the stochastic variable M

o0 E n
e(Ey =3 LR g (40)

n!
n=2

The sum starts with n = 2 because (M) = 0 and the second cumulant K, is equal to
the dipole moment variance
K> = (M?). (41)

The fourth cumulant Ky = (M*) — 3(M?)? can be written as Ky = —3(M?)?Uy
with
Uy = 1= (M"/GB(M?*)?). (42)

The parameter Uy quantifies the deviation of the statistics of M from the Gaus-
sian statistics; Uy = 0 when M is a Gaussian stochastic variable. The subscript “N”
specifies that certain scaling of this parameter with the number of molecules N is
anticipated, in analogy to a similar parameter considered in the theory of critical
phenomena [30]. As mentioned above, the variance of the dipole moment of the bulk
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material scales linearly with N, (M?) o N. This scaling implies that the statistics of
the macroscopic dipole moment M of a thermodynamically stable phase, character-
ized by a single free energy minimum, is Gaussian (Uy — 0) in the thermodynamic
limit N — oo. Only close to the critical point of transition to spontaneous polar-
ization (such as ferroelectricity) can the system visit a finite number of alternative
free energy minima. Transitions between these alternative configurations make the
statistics of the macroscopic dipole non-Gaussian, characterized by a nonzero Uy
[30].

From Eqs. (39) and (40), the average dipole moment induced by the external field
is

o0 E n
iy =3 LE g 43)

n!
n=1

By truncating the series after the second expansion term, one obtains for the uniform
polarization of the sample

(M)e (M?) 3 (M?)?
V= BEy—,~ — (BEy) Wp By, (44)
where
By = NUy (45)

and the subscript “V” specifies the constant volume conditions.

Since Uy — 0 at N — oo, it can be represented by a series in powers of N~!.
Therefore, in contrast to Uy itself, By in Eq. (45) is finite at N — oo and gives
access to the O(N ') expansion term of Uy in powers of N~!. We conclude that
the cubic expansion term, connecting the induced dipole with EJ, characterizes
deviations from the Gaussian statistics of the dipole moment in finite-size samples.
Such deviations cannot be observed by direct measurements of the dipole moment
performed on macroscopic samples, but are accessed through the measurements of
the third-order susceptibility connected to the Piekara coefficient [Eq. (19)]. We next
show that such third-order susceptibility fundamentally reflects correlations between
many distinct dipoles in the liquid and cannot be reduced to the binary correlations
sufficient for linear response.

6 Nonlinear Dielectric Response

The derivation of the nonlinear dielectric response in terms of the external field Ey
[Eq. (44)] can be recast in terms of the Maxwell field E. This is achieved by using
the connection between (Mzz) and the total dipole variance (M?) from Eq. (22) and
the connection between the external and Maxwell field given by expansion (16). By
keeping only the terms up to o« E?, the substitution of Egs. (16), (22), (23), and (33)
into (44) leads to the equation for x3
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9y.g Be* [ 9vegx |\
=5 = 5 (s ) By (46)
2¢ + 1 2p \4mr (e + 1)
By applying the Kirkwood—Onsager equation [Eq. (36)], one arrives at
Be* Ag?
=—"——— By, 47
X3 2amyp BV (47

where Ag =& — 1.
The final result for the dielectric constant decrement can be written in terms of
the reduced free energy density of the electric field in the capacitor

fr = (Be/87p)E? (48)

It is easy to see [Eq. (10)] that fg is the free energy of the electrostatic field per
molecule of the liquid divided by kg7'. In terms of this natural energy scale, the
dielectric increment becomes [see Eq. (19)]

Aepy = — A&’ frby, (49)
where we have defined a new dimensionless nonlinear response parameter
by = 3¢By. (50)

The subscript “V” in Agg, y specifies the dielectric increment at constant volume of
the liquid, which does not incorporate potential electrostriction when measurements
are done at constant pressure [16, 36]. Most data are collected at P = Const, but the
correction from V = Const to P = Const is very minor [44].

The reason for scaling By with ¢ in Eq. (50) is the observation that by is nearly
constant for many molecular liquids, in contrast to the Piekara coefficient. Table 2 lists
bp (P = Const) values calculated from reported Piekara coefficients [37] according
to Eq. (49). If the relative invariance of bp y among molecular liquids (with water
being a notable exception) and/or thermodynamic conditions is confirmed, the for-
mulation in terms of the reduced cumulant by provides a significant insight since it
anticipates a simple scaling for the Piekara coefficient

a « Be A&V, (51)

where V,, is the molar volume.
The simultaneous constancy of by and (9 In /9 In T') y suggests another empirical
relation
Aepy =~ 0.3A82Sg/(kgN), (52)

where Sg is the polarization entropy in Eq. (12) (linear response). There might be no
fundamental reason for this correlation since the fluctuation relations for the nonlinear
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dielectric decrement and polarization entropy are clearly distinct. It is also limited to
high-temperature liquids listed in Table?2, which have supplied the proportionality
coefficient in this equation.

The parameter By in Eq. (50) is the reduced cumulant quantifying the non-
Gaussian character of dipole moment fluctuations in the dielectric [Egs. (42) and
(45)]. As we show below, it involves complex many-particle correlations between
the dipoles in the liquid. Before we turn to a fully microscopic derivation, it is useful
to derive an expression for by in the framework of a mean-field theory of dielectrics.

One constructs a mean-field theory by reducing the instantaneous polarization of
the liquid created by the external field and thus depending on liquid’s configuration
by an average local field produced by all dipoles oriented by the field [19, 64].
The prescription introduced by Onsager [52] for this local field is in terms of the
cavity field experienced by a dipole placed inside a physical dielectric cavity carved
from the dielectric. Such a cavity field E. = yx.Ej is the product of the cavity field
susceptibility . and the external field E [40]. If, following Onsager [52], one assigns
the cavity to a single molecule, the dielectric models suggest the relation [25]

Xe =3/Q2e + €0)- (53)

Here, the high-frequency dielectric constant &, appears from the assumption that
the entire liquid outside a given molecule carries the dielectric constant ¢, while only
the electronic polarizability, characterized by e, exists inside the molecule. The
solution of the dielectric boundary volume problem can be formulated in terms of
the dielectric drop €/¢+, at the dividing dielectric surface [31], which leads to Eq.
(53).

Based on the assumption of independent liquid dipoles experiencing the local
field E., one calculates the average dipole of the liquid in the form of the Langevin
function L(x) = coth(x) — 1/x

(M)p = NmL (Bmy.Eo) . (54)

A clear advantage of this formulation is that it allows both linear and nonlinear dielec-
tric response for an induced dipole. The Langevin model also allows an extension
from the static response to rotational dynamics of the mean-field dipole described
as Brownian rotational diffusion [13]. Solutions of such equations give access to
nonlinear frequency-dependent susceptibilities. What is absent from these dynamic
theories is the dynamics of the cavity susceptibility, the static limit of which is given
by Eq. (53). It accounts for the collective effect of all dipoles surrounding a given
target dipole and polarized by the external field. While modeling . is still a theo-
retical challenge, as we discuss below, it is not the main difficulty of the mean-field
models. The main deficiency comes from the assumption of an ideal gas of dipoles
representing a dense polar liquid. Nevertheless, one readily arrives at the nonlinear
dielectric effect by expanding Eq. (54) in powers of Ej. The lowest order dielectric
increment is given then by Eq. (49) with the mean-field formula for the parameter
by
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bYF = 2 Xe- (55)
5

From the perspective of mean-field theories, the problem of calculating the non-
linear dielectric response is reduced to the problem of the local cavity field, which
we consider in more detail below. If the prescription given by Eq. (55) is adopted,
bYF ~ 3/(5¢) at & > 1. This result comes in direct contradiction with reported
instances [7, 38] of negative by, which are missed altogether by the mean-field
theories. The values of bl‘\,’IF obtained by combining Eqgs. (53) and (55) are also too
low compared to observations (Table 2). The use of the cavity susceptibility derived
below to replace the continuum expression (53) somewhat improves the agreement
with observations (Table 2). However, from the fundamental perspective, the Piekara
coefficient is the result of compensatory influence of binary and higher order dipolar
correlations completely missed by the mean-field theories, as we discuss next.

In contrast to the Kirkwood—Onsager equation for the linear dielectric constant,
the nonlinear dielectric response expressed in terms of the reduced fourth-order
cumulant [Eq. (44)] does not clearly separate the long-range correlations, carrying
the potential dependence on the sample shape, from the short-range correlations.
One has to prove that the resulting parameter By involves short-range correlations
only. This is achieved by splitting the fourth-order cumulant of the sample dipole
moment into a sequence of terms of increasing correlation order

N
m~ MY = 5 + Z [3(6,-21651) + 4(6&6%)]
i#] (56)

+6 Y leizejei) + Y (eizejzeizems).
i#jF#k i#jFEkFEm

Here, ¢;, is the z-projection of the unit vector of the molecular dipole. The two terms
in the brackets in the second summand can be expressed in terms of the established
binary correlations in the liquid, while the last two terms represent triple- and fourth-
order correlations between distinct dipoles in the liquid, which have to be short-
ranged. For the terms in the second summand in Eq. (56), one derives

3 (e.e2) = N?/3 + (N/3)pR’(0),
i#]

4 (eize}.) = (4N/5)(S"(0) — 1).
i#j

(57)

In this equation, 1°(r) = g°(r) — 1 is the angular isotropic pair correlation function
of the liquid and 7°(k) is its Fourier transform. Further, S*(0) is the k = 0 value of
the longitudinal structure factor given by Eq. (28).

One can repeat the same derivation for the x-projection of the dipole moment,
which yields an equation identical to Eq. (56) upon the substitution ¢;;, — e;,. Cor-
respondingly, Eq. (57) converts to



Nonlinear Dielectric Response of Polar Liquids 21

3Y (ekel,) = N2/3+ (N/3)ph"(0).
i#j

4 eiel,) = (4N/5)(ST(0) — 1).
i#]

(58)

The inequality between the z- and x-projections for (e,-ae;?a)
and (58) was clarified by Fulton [20].

The cumulant expansion in terms of the external field E, in Eq. (44) can now be
written separately for (M) g and (M, ) g by assuming that the same external field E
is applied along both directions. Combining them as (M.) g + 2(M,)g leads to the
total dipole moment of the sample M in the linear expansion term in Eq. (44) and to
the elimination of the long-range component of the dipolar correlation function 4 ?
from the linear combination of the longitudinal and transverse responses of the polar
liquid in Egs. (57) and (58). The result is the analogue of Eq. (44)

, o = x,zin Egs. (57)

(M) +2(My) g = BEo(M?) + (BEo)’ (K4/2), (59)

where y
2m*N
Ky = ";_5 [H® + HOY]. (60)
In Eq. (60), the binary correlations are collected into the k£ = O density—density
structure factor S(0) given by Eq. (33) and the Kirkwood factor according to the
relation
H? =6(gx — 1)+ 35(0) — 1. (61)

Further, the third- and fourth-order correlations [last two summands in Eq. (56)],
which are currently challenging to compute [44], are collected into the component
H®% in Eq. (60). Importantly, K, carries the expected oc N scaling, implying that
both H® and H®?¥ are intensive parameters.

Combining Eq. (59) with the expansion of the dipole moment in terms of the
powers of the Maxwell field in Eq. (15) and accounting for the connection between the
Maxwell field and the external field for the slab sample, one arrives at the following
expression for the nonlinear expansion coefficient:

38 PRy PKy
T 28341 6V T 4V

X3 (62)

This equation can be used directly to estimate the Piekara coefficient in Eq. (19).
Alternatively, one can use Eq. (62) to obtain the dimensionless reduced cumulant by
in Eq. (50), which becomes

1 (26 +1\ o, 4
bv:—m<—gK8 ) [H()+H(’)]. (63)
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Fig. 6 gk calculated from Eq. (64) (circles) and from the dielectric constant according to the
Kirkwood—Onsager equation [Eq. (21)] by using the reported simulation data [40]. The inset shows
gk — 1 ateg = 30.6 versus the reciprocal number of particles 1/(/N) within a spherical cutoff equal
to the half of the length of the simulation cell. The dashed line is the linear regression through the
simulation points. Its intercept for each liquid polarity is reported by a filled circle in the main panel.
All points refer to Monte Carlo simulations of fluids of dipolar hard spheres with varying dipole
moment [46]

The estimates of by based on experimental Piekara coefficients suggest that both the
binary correlations incorporated into H® and the higher order correlations entering
H® are equally important [44] (Table?2). Specifically, H® are usually positive
and the overall positive values of by observed for many polar liquids arise from the
compensating effect of the negative H®* component.

Equations (57) and (58) provide a definition of the Kirkwood factor alternative
to commonly used in terms of the average cosines between the liquid dipoles [Eq.

(25)] 5
8K =330 D D (Cin€ly)- (64)

o« i

Here, o = x, y, z specifies three Cartesian components of the unit vector of the
molecular dipole (Fig. 1). Calculating the Kirkwood factor from finite-size numerical
simulations turned out to be a nontrivial computational problem [33, 49]. It is not
clear at the moment if Eq. (64) provides a superior route for computations. However,
when sufficient sampling is achievable, the standard route [49] to gx through Egs.
(21) and (23) is consistent with Eq. (64). Figure 4 illustrates this point for a fluid of
dipolar hard spheres [46].

7 Perturbation Theories of Polar Liquids

Thermodynamic functions of polar liquids are obviously affected by interactions of
molecular multipoles. One successful approach to calculate the free energy of mul-
tipolar interactions is through Padé-truncated perturbation series introduced by Stell
and coworkers [22, 62]. The idea is to expand the free energy of a macroscopic sam-
ple in the anisotropic interaction energy H, while adopting the isotropic distribution
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functions obtained with the isotropic part on intermolecular interactions as reference.
The free energy of the liquid

F=F+AF =Fy— F, + F;+--- (65)

becomes a sum of the reference isotropic part Fy and the perturbation expansion for
the polar part collected into AF. The expansion terms can be directly calculated,
for instance: F, = (ﬂ/2)(Ha2) and F; = (,82/6)(Ha3’). The terms beyond F3 involve
high-order dipolar correlations, for which no computational or formal approaches
have been developed. The perturbation expansion has to be truncated, and the Padé
truncation [22, 62] offers the following form

F,
AF = ————= (66)
l+ F3/F2

This approximation is exact for the first two expansion terms and generates a sign-
alternating infinite series, as expected from the general properties of the infinite
perturbation series for dipolar liquids [62].

This procedure, which performs exceptionally well for polar liquids [22], can be
extended to a dipolar fluid placed in the external electric field [45]. Since the external
field is typically weak, the solution of the problem is achieved by applying the mean-
field approximation. It replaces the instantaneous field of all dipoles in the liquid
polarized by the external field with a local cavity field E. acting on each dipole

Hy(Eo) = Hy — Y _m; - E,. (67)
J

The new definition of the anisotropic interaction H,(Ej) can be used in the perturba-
tion expansion to replace A F with the polarization free energy A Fg in the presence
of the field. It turns out that from two terms, F, and F3, used in the Padé form only
F, is affected by the field. The cumulant (H?) is replaced with

(H,(Eg)?) = (H2) + (m?/3)N x2E. (68)

Consequently, AFf is given by Eq. (66) in which one replaces F, with F»(Ej) =
(B/2)(H,(E 0)2). This formulation of the theory, despite the use of the cavity field sus-
ceptibility, is a significant step forward compared to the Langevin equation [Eq. (54)].
It explicitly takes into account the orientational correlations between the dipoles in
the liquid, while they are totally neglected in the one-particle Langevin formula.

The inspection of Eq. (66) shows that its combination with Eq. (68) leads to the
polarization free energy nonlinear in the external field Ey. Both linear and nonlinear
relations for the dipole induced in the sample by the external field can be established
based on this formalism. We present here the linear results, followed the theory’s
application to the problem of the field effect on the glass transition.
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The dipole moment induced in the sample by the external field E is obtained as
the derivative of the polarization free energy [see Eq. (5)]

_ [3AFg
one == (555, ©)

One obtains for a given component of the dipole moment in the linear response
approximation

47 142z
—(M.)g =3yx*Ey, ——, 70
v (M;)E =3yx, 0 oy (70)
where ;
F H
Z=_3=E< Q) (71)
F, 3 (H?)

Since the free energy has been established for an isotropic liquid, one has to repeat
the derivative for each Cartesian component and then follow the procedure outlined
above for the slab sample to establish the connection of the perturbation expansion
to the dipole moment variance (M?). The result of this procedure is a new equation
for the cavity susceptibility

14z
o= VK ————. 72
X gkm (72)

The terms F, and F3 in the perturbation expansion for the free energy are well
established for simple model liquids with known reference distribution functions
describing isotropic interactions in the liquid [22]. For a fluid of dipolar hard spheres,

=2 Itp(p ). 73)

4w Is(p*)
Here, I, = 47 [;° go(r)(dr/r"~?)is the two-particle perturbation integral calculated
based on the pair distribution function gy (r) of the reference system. Correspond-
ingly, I7p (p*) is the three-particle perturbation integral involving dipolar interactions
between three separate molecular dipoles. Both functions are tabulated as polyno-
mials of the reduced density p* = po?, where o is the diameter of the hard sphere
(32]

Itp(x) = 16.4493 4 19.8096x + 7.4085x> — 1.0792x> — 0.9901x* — 1.0249x,

Is(x) = 4.1888 + 2.8287x + 0.8331x% + 0.0317x> + 0.0858x* — 0.0846x°.
(714)
The Kirkwood factor gk (y) is often known from numerical simulations and can
be used to test Eq. (72). Figure 7 compares the results of independent simulations of
the cavity field in dipolar fluids [40] to the analytical formula. The Maxwell solution
given by Eq. (53) agrees with simulations only at small ¢ (dashed line in Fig. 7).
On the other hand, Eq. (72), does not capture the initial drop of the cavity field, but
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Fig. 7 Cavity field at molecules of a homogeneous fluid of dipolar hard spheres calculated from
Monte Carlo simulations (MC) [40], from the Maxwell solution for a cavity carved from a dielectric
(Maxwell, Eq. (53) with e, = 1), and from Padé-based perturbation expansion leading to Eq. (72)
(Pade). The small filled diamonds refer to the calculations done according to Eq. (72) for liquids listed
in Table 1. The large diamond is the cavity field calculated from molecular dynamics simulations of
the Lennard—Jones sphere with the size equal to the size of the water molecule immersed in SPC/E
force-field water (¢ = 71.5) [39]. The results for molecular liquids and SPC/E water are reported
at T =298 K

provides an overall better description of the shape of x.(¢). The distinction between
the perturbation and Maxwell results is most significant at & >> 1 when their ratio
scales as £¥2. The analytical calculations are also extended to the liquids listed in
Table 1 (filled diamonds in Fig. 7). Empirical Kirkwood factors listed in Ref. [37] and
the hard-sphere diameters from Ref. [59] were used in this rather crude calculation,
which does not include higher order molecular multipoles [22] in addition to a number
of other approximations. Nevertheless, the calculations yield the cavity field for water
essentially coinciding with that produced by molecular dynamics simulations for a
water-like Lennard—Jones sphere placed in SPC/E water [39] [a large diamond in Fig.
6 at the same level as the small diamond referring to Eq. (72)]. The water calculation
does not coincide with the SPC/E result because the dielectric constant of the latter is
shiftedto e = 71.5 at T = 298 K. Overall, these data, even though currently limited,
indicate that continuum prescription for the cavity field susceptibility, given by Eq.
(53), has a very limited range of applicability (small €) and is bound to fail for most
polar molecular liquids.

There is a fundamental reason for the failure of continuum estimates of the cavity
field in molecular liquids. The standard model, going back to Maxwell [48], assumes
that electric field leads to surface charge at any dividing surface. Maxwell thought of a
dielectric in terms of two mutually neutralizing fluids carrying positive and negative
charge. Within this model, the external field shifts one fluid relative to the other,
thus creating positive and negative lobes of the surface charge at any closed surface
within the dielectric (Fig. 8a). The current view of a polarized dielectric is in terms
of molecular dipoles aligned by the field and creating the surface charge through
the corresponding ends of the dipoles exposed to the dielectric surface [25] (Fig.
8b). While this latter view is probably correct for solid or strongly viscous materials
(see below), it can hardly provide the correct physical picture for high-temperature
polar liquids. The conceptual difficulty here is that the external fields are weak and
aligning energies supplied by them cannot compete with thermal agitation. The issue
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(a) (b)

E

—_— >

Fig. 8 Schematic representation of the origin of the surface charge at dielectric interfaces in the
Maxwell model of deformable positively and negatively charged fluids (a) and in the model of
oriented surface dipoles (b)

of timescales is hidden here, as is often the case with seemingly static problems [15].
If the surface dipoles can rotate, through thermal agitation, on the experimental time-
scale, the surface alignment averages out to zero and no surface charge is produced.
A molecular cavity with surface charge then effectively turns into the virtual cavity
considered by Lorentz [4], which does not carry surface charge. This likely does not
happen for low-temperature liquids close to the glass transition since the relaxation
time is very close to the observation time and some residual surface charge must be
preserved (see below).

The dielectric Lorentz cavity is a macroscopic construct that considers a large
volume of polarized liquid separated from the rest of the polarized liquid without
producing a real physical interface (virtual cavity) [4]. The cavity field susceptibility
in such virtual cavity is
&+ 280

3¢

(75)

Xc

Comparing this equation to the Maxwell result in Eq. (53), one can see that the
main qualitative distinction between two results is that the Maxwell cavity field
strongly screens the field of external charges, x. >~ 3/(2¢), while the Lorentz cavity
susceptibility reduces to a constant . — 1/3 at ¢ > 1. This latter limit is indeed
reached in simulations of large solutes which do not significantly perturb the structure
of the liquid and thus mimic the Lorentz cavity [39, 40] (Fig. 9). A significant
point here is that the liquid molecules in the surface layer are not restrained in their
molecular motions and average the surface charge out to zero on the observation
time.

The notion that molecular interfaces of liquids at sufficiently high temperatures do
not carry surface charge has direct impact on observations where polarization of the
interface is probed by experiment. One such observable property is the absorption of
radiation by solutions. The radiation in the THz domain of frequencies is fast enough
to allow dynamic freezing of the dipole moment of a large solute, but provides a suf-
ficient observation window for the water molecules to relax. Figure 10 illustrates the
distinction between the Maxwell and Lorentz cavity susceptibilities used to calcu-
late absorption of THz radiation by aqueous solutions of lysozyme with changing
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Fig.9 x.(e) for hard-sphere cavities of varying size in liquids of dipolar hard spheres with changing
dipole moment (points) [40]. The legend lists the ratio of the cavity diameter to that of the liquid.
Lines refer to the Lorentz [solid, Eq. (75)] and Maxwell [dashed, Eq. (53)] cavity susceptibilities
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Fig. 10 Aaups = aaps/aw — 1 calculated from the absorption coefficient of the solution, agps, and
water, oy, versus the volume fraction 79 of lysozyme in solution. The use of the Lorentz cavity
susceptibility [Eq. (75), solid line] provides a better description of the experimental results (points
[50]) than the Maxwell cavity susceptibility [Eq. (53), dashed line]

concentration [50]. Even though one might expect that the protein—water interface
is too complex to allow any simple model, it appears that waters in the hydration
shells are sufficiently disordered to produce an overall Lorentz cavity field when the
electric field of radiation is applied [41]. The Lorentz susceptibility then provides a
satisfactory account of the change in the absorption coefficient against the volume
fraction of the protein in solution (Fig. 10). This outcome can be rationalized for
large solutes creating cavities approaching the macroscopic limit envisioned by the
Lorentz virtual cavity construction. For local fields acting on individual molecules
inside the bulk liquid, the Lorentz result is hardly applicable, as is indeed seen from
simulations and calculations shown in Figs. 7 and 9. Microscopic perturbation the-
ories give superior description in this case. The current formulation, however, does
not anticipate nearly frozen orientational dynamics of low-temperature liquids near
the point of glass transition as we discuss next.

8 Effect of the Electric Field on Glass Transition

Electric field elevates the temperature of glass transition 7, and the change AT,
E? scales quadratically with the applied field. Glass transition is commonly viewed
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as a dynamical phenomenon requiring crossing of the main relaxation process of the
glass former with the experimental observation time [3]. Therefore, the alteration
of the glass transition temperature is measured from the effect of the electric field
on the relaxation time of the main relaxation process [56]. However, an alternative
perspective on the glass transition views the dynamic slowing down as merely a
manifestation of thermodynamic changes in the system related to shrinking of the
configuration space available to the system with lowering temperature [1]. This per-
spective places the configurational entropy S, of the material in the forefront as the
main property to consider when addressing the approach to the glass transition [42,
57]. The temperature of the laboratory glass transition also turns out to be close
to the thermodynamic Kauzmann temperature Tx at which configurational entropy
vanishes. If the thermodynamic view of glass transition is adopted, all effects of
thermodynamic and external conditions on glass transition are reduced to the cor-
responding effects on the configurational entropy. When applied to the effect of the
electric field, one approximates AT, by the corresponding shift of the Kauzmann
temperature: ATy ~ AT, (Fig. 11).

In the canonical Gibbs ensemble, the configurational entropy is the logarithm of
the density of states evaluated at the average energy of the system E

Se=kgIn[R(E)]. (76)

The density of states £2(E) in turn enters the canonical partition function in the form
of the Laplace transformation from the variable of energy E to the variable of inverse
temperature S

o0
e PEB) = / Q(E)e PEJE. (77)
0

If the functional form F'(8) is known, this information can be used to calculate 2 (E)
by inverse Laplace transform. This opportunity presents itself for the Padé-truncated
perturbation expansion for polar liquids [45] discussed above. The free energy in Eq.
(66) can be rewritten as

ATg T

Fig. 11 Schematic representation of the effect of the electric field on the temperature dependence
of the configurational entropy and the depression of the glass transition caused by the shift of the
Kauzmann temperature
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(78)

where z, as defined by Eqs. (71) and (73), is proportional to 8 with the proportionality
coefficient determined by perturbation theories. This functional form allows an exact
inverse Laplace transform and the calculation of the density of states related to
orientational degrees of freedom of the dipoles in the liquid. The corresponding
configurational entropy becomes [45]

Se = Sc/(kBN) =0x t+ Sps (79)

where
S, = % (80)
P+ T/T)?

is the entropy of the dipolar interactions in the liquid

1 [dAF s
T TN \ar ),

In Egs. (79) and (80), T/T’ = 1/z and o, defines the configurational entropy per
molecular dipole at T — oo [57] (Fig. 11). Further, the dimensionless entropy s
of disordering the dipoles when changing the temperature from 7 =0 to T — o0
is constructed from the second-order and third-order cumulants of the anisotropic
intermolecular interaction H,

so = (9/2N)(H2)* /(H})*. (82)

As is seen from Eq. (79), the appearance of the Kauzmann temperature Tx > O is
related to the requirement oo, < .

Since the high-temperature plateau o is not affected by the field, the change in
the configurational entropy induced by the electric field is given by the corresponding
change in the entropy of the polar liquid [Eq. (79)]

Ascp = AspEa (83)

where the subscript “E” specifies the effect of the electric field on the corresponding
quantities. The change in the entropy of dipolar interactions As,g can be approxi-
mated by Sg/(kgN) in Eq. (12) [26].

The configurational entropy is decreased in the presence of the field (Fig. 11),
with the resulting upward shift in the temperature at which s. becomes zero, i.e., the
Kauzmann temperature. The dependence on the electric field enters the configura-
tional entropy through the parameter z in Eq. (71), which depends on Eg through
(H,(E()?) in Eq. (68). From this connection, the relative change of Tk is obtained
as [45]
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ATx  Bg (mE.)’
Tx 62 1+2z°

(84)

Ooo

where Bk = (kgTx)™'. By assuming ATk /Tx =~ AT,/T, and employing the
Kirkwood—Onsager equation [Eq. (33)], this relation can be brought to the form
AT, (g —DQRee+1) , fE

o = : , (85)
> T, 32k 14z

where ¢, = ¢(T,) and f% is the electrostatic free energy per molecule given by Eq.
(48) and reduced with kg T,. Note that the nonlinear dielectric effect discussed above
in terms of the Langevin model [Eqs. (54) and (55)] and the elevation of T, are both
affected by XCZ. This is also the case for nonlinear spectroscopic techniques [5]. These
observables are, therefore, sensitive to the models applied to describe ..

The theoretical prediction for the shift of the glass transition temperature is
strongly dependent on the model used for the cavity susceptibility x.. If one assumes
the high-temperature model for this function and employs Eq. (72), the result is

AT, V2el 142
O = f E
T, 3 142z

1o ,382 V. (36)

If, on the contrary, the Maxwell model with . >~ 3/(2¢,) [Eq. (53)] is adopted, one
obtains

Ooo( ATy T) = (3/2v/2gk) fi /(1 + 2) o Bleg/8k) Vim- 87)

The cubic scaling of AT, with the dielectric constant &, in Eq. (86) is not supported
by the presently available data for the elevation of T, by the external field [58].
For instance, for 2-methyltetrahydrofuran glass former with 7, = 97.5 K and ¢, =~
16.8 one obtains (00 /fE)(AT,/Tg)(1 + z) > 1.0 [58], where 0o, = 9.9 and z =
T'/Tx = 0.81 [45]. This result is more consistent with the Maxwell limit in Eq.
(87) than with the cavity field from perturbation theories used in Eq. (86). This
comparison suggests that the Maxwell model for the cavity susceptibility is a better
representation of polarization of liquids close to the glass transition. The comparison
of high-temperature and low-temperature limits for the cavity field also suggests that
Xc(T) must show a substantial drop on approach to T,. We are not aware of any
experiments reporting x.(7) over an extended range of temperatures.

From a more fundamental perspective, a significant impact of the model adopted
for the cavity field on the calculated A7, is an indication that different theoret-
ical descriptions of interfacial polarization might be required for high- and low-
temperature liquids. The distinction between the Maxwell and Lorentz results for
the cavity field is a consequence of different types of boundary conditions imposed
on the solution of the Poisson equation in the dielectric boundary-value problem [25,
43]. The high-temperature liquids average out the orientations of the dipoles in the
interface, thus mostly eliminating the surface charge. This physics leads to a signifi-
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cant reduction of the screening imposed by a polar liquid on the field of the external
charges. In contrast, thermal motions are nearly frozen dynamically near 7, and the
surface charge at the dielectric dividing surface is preserved. The same outcome can
be manifested at interfaces where slowing of the rotational thermal motions of the
interfacial dipoles is achieved by intermolecular interactions between the liquid and
the substrate. The classical problem of ion solvation is a physically relevant example.
Similar considerations might apply to the frequency-dependent cavity field suscepti-
bility, which might show a dynamical crossover at frequencies corresponding to the
rate of collective relaxation of the interface. The dynamic response of the cavity field
has not yet received attention in the literature either theoretically or experimentally.
The general issues of the role of collective dynamics and structure of interfaces in the
observable dielectric properties still pose significant challenges to our understanding
of the dielectric response and remain open questions requiring further studies.

9 Conclusions

Nonlinear response of polar materials to an external electric field provides informa-
tion not available in the linear regime. The main fundamental distinction of the non-
linear dielectric susceptibility is the access to nontrivial high-order orientational cor-
relations of molecular dipoles. Microscopic understanding of the nonlinear response
is mostly an uncharted territory. Experimental challenges of resolving a relatively
weak nonlinear response and separating it from complications arising from heating
and other potential artifacts are still significant. While substantial progress of experi-
mental techniques has been achieved in recent years [34, 55, 56], theory still largely
lags behind. This comes in a stark contrast to many recent advances of computa-
tional techniques in understanding microscopic correlations underlying observables
interrogated by experiment [23]. The reason for this lack of progress is in astound-
ing difficulties encountered in computing many-particle molecular correlations in
condensed-phase materials. Analytical approximations for multi-body correlations
are nearly nonexistent and direct numerical simulations typically fail to converge the
corresponding correlation functions. This is a new frontier for simulations of polar
materials currently driven by advances in experiment reviewed in this volume.
Despite significant theoretical difficulties, some emergent opportunities have been
outlined here. In particular, temperature derivatives of linear response functions pro-
vide information about triple and fourth-order correlations. While these observables
already give access to nonbinary dipolar correlations, they might be potentially easier
to compute compared to the nonlinear dielectric function. The development of formal
theories is still required, in particular in the form of the connection between observ-
ables produced in linear and nonlinear response. The cavity susceptibility, which
strongly affects the mean-field nonlinear response and field-induced elevation of the
glass transition temperature, is one such property of interest. It enters many spec-
troscopic observables and can potentially be accessed independently to test formal
theories. We have shown here that this function crosses from the high-temperature
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Lorentz limit to the low-temperature Maxwell limit when the relaxation time of the
liquid dipoles approaches the observation window and dipolar screening in polarized
interfaces becomes more prominent.
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Nonlinear Dielectric Relaxation in AC )
and DC Electric Fields L

P. M. Déjardin, W. T. Coffey, F. Ladieu and Yu. P. Kalmykov

Abstract Current theories of the nonlinear static and dynamic dielectric suscepti-
bilities of polar fluids subjected to strong AC and DC electric fields are reviewed with
specific emphasis on those extending Debye’s theory of linear dielectric relaxation of
an assembly of polar molecules. The inclusion of intermolecular interactions in this
theory as well as nonlinear dielectric relaxation in the presence of time-dependent
fields is discussed. In particular, we emphasize the role played by intermolecular
interactions in the determination of the macroscopic dielectric properties of a polar
fluid via microscopic calculations, in both the linear and nonlinear responses.

1 Introduction

A well-founded microscopic theory of the electric polarization (both static and
dynamic) of polar fluids is essential to understanding many dielectric and electro-
optical relaxation phenomena and as such was initiated by Debye [1]. He first calcu-
lated the static susceptibility of an assembly of noninteracting rigid dipoles obtaining
a result which is essentially a replica of Langevin’s theory of paramagnetism and so
is called the Langevin—Debye theory. He then extended the calculation to include the
linear dielectric susceptibility of noninteracting polar molecules subjected to a weak
AC electric field, which unlike the static situation poses a nonequilibrium problem.
In order to accomplish this, he treated the effects of the heat bath surrounding a
dipole via the rotational diffusion model. This is based on a generalization of Ein-
stein’s 1905 [2] theory of the translational Brownian motion [3] to rotation on the
unit sphere and to include the effects of a weak AC field applied along an axis chosen
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as the Z-axis. Thus, in the dynamical Debye theory as with that of Einstein, inertial
effects are negligible and the rotation of the molecule is described by a random walk
over small angular orientations. Later, his original calculation was generalized (using
perturbation theory) to cover nonlinear phenomena in polar dielectrics subjected to
strong AC and indeed other external fields [4-6]. As specific examples, we cite both
the dynamic Kerr and nonlinear dielectric effects [4-8]. In particular, in nonlin-
ear dielectric relaxation, depending on the particular form of the stimulus chosen,
additional terms in the fundamental, third, etc., harmonic appear in the polarization
response [5—7], which have been confirmed by experiment [4, 9—12]. Furthermore,
the dynamical Debye theory has also been extended (by exact numerical solution
using matrix continued fractions) to include nonlinear effects in arbitrarily large
external fields [13-16]. Nevertheless, assemblies of noninteracting dipoles are still
assumed implying that the Debye theory and its extensions may not be used for
dense dipolar systems, where intermolecular interactions are significant. Although
the treatment of the latter is much more involved, several methods are still avail-
able. For example, the dielectric relaxation of polar nematic liquid crystals may be
regarded as the rotational Brownian motion in the Maier—Saupe uniaxial anisotropy
potential [17, 18], leading to an Arrhenius-like escape over a barrier process due to
the shuttling action of the rotational Brownian motion giving rise to reversal of a
dipole occurring in all the dynamical responses. Such a mechanism was first identi-
fied by Kramers [19] in the context of the translational Brownian motion, and was
recognized by Debye in the context of normal dispersion and absorption in solids.
The method comprises the static mean field approach. However, such a treatment,
although of restricted applicability because it ignores local order effects, is eas-
ily visualized and permits quantitative evaluation of dielectric parameters. Thus, it
qualitatively demonstrates the effect of intermolecular interaction on these, an effect
which must be included for the purpose of comparison with experimental data [20].
Yet another advantage is that it also yields the nonlinear response of assemblies of
noninteracting uniaxial single-domain ferromagnetic particles [21]. Unfortunately,
the static mean field method still ignores dynamical effects due to intermolecular
interactions.

In contrast, the dynamical mean field method reveals dynamical effects due to
intermolecular interactions manifesting themselves at the nonlinear response level
only [22]. These novel predictions are interesting as they are qualitatively similar
to observations of supercooled polar liquid nonlinear dielectric response measure-
ments, namely non-monotonic behavior of the nonlinear response moduli, without
corresponding modification of the linear response at low frequencies.

A succinct account of nonlinear dielectric effects in liquids has recently been
given by Richert [23], who emphasized the growing importance of such measure-
ments in so far as they can characterize many polar fluids in various states. Here, we
review nonlinear dielectric response calculations based on further developments of
the Debye theory which are accomplished by generalizing it to include both strong
electric fields and intermolecular interactions. The chapter is organized as follows: in
Sects. 2 and 3, we review the methods used in [7] for the nonlinear dynamic dielec-
tric susceptibilities of a gas of noninteracting dipoles subjected to strong DC and AC
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electric fields. Next two mean field models of interaction are described in Sects. 4 and
5, while Sect. 6 is devoted to internal field corrections. These are the only corrections
needed as a dielectric liquid always occupies the entire empty space between the elec-
trodes of the measuring device. The depolarizing field effect is first discussed. Next,
Sect. 7 shows how to include both static and dynamical intermolecular correlations.

2 Nonlinear Dielectric Response of Noninteracting Polar
Molecules to a Strong AC Electric Field

We consider the nonlinear AC (alternating current) stationary response of an assem-
bly of noninteracting polar molecules (electric dipoles) undergoing rotational Brow-
nian motion due to the heat bath and also acted upon by a strong external AC field
E(?). Moreover, we suppose without loss of generality that E is directed along the
Z-axis of the laboratory coordinate system so that axial symmetry is preserved. This
treatment is a simple extension of the work of Debye and is essentially due to Coffey
and Paranjape [7]. The starting point of the theory is the rotational diffusion equation
(the Smoluchowski equation, a particular form of the Fokker—Planck equation) due
to Debye for the surface distribution function of the dipole orientations on the unit
sphere when embedded in a heat bath, viz.,

W 1 0 [. ow aVv
2tp— = ——— |sin | — + BW — ) |. @))
at sin 9 99 v ¥

In Eq. (1) Tp = ¢/ (2kT) is the rotational diffusion time also called the Debye
relaxation time, and expresses the given fluctuation—dissipation relation which exists
between the magnitude of the Brownian Schwankung of the angle ¢ and the tem-
perature T and friction constant ¢, i.e., #2/ (48t) = kT /c. Here B = kT kis
Boltzmann’s constant, ¥ is the angle a (tagged) dipole moment makes with the exter-
nally applied uniform electric field E (¢), W (¥, t) is the surface probability density
of orientations of a dipole, and V (9, ¢) is the potential of axially symmetric applied
external torques. Here, it is simply that of the interaction of a dipole with the electric
field, namely

V (0,t) = —nE (t)cos?, 2)
where p is the dipole moment of a molecule, and E (¢) is the amplitude of the electric

field. The polarization in the field direction is then

T
P (t) = pop / cos W (9, 1) sin 9dv. 3
0
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Equation (3) is evaluated via the statistical moment method, which consists in
expanding W (¥, t) as a series of Legendre polynomials P, (cos ) [24], i.e.

o0

W@n=> (n + %) fa (1) Py (cos D), 4)

n=0

and then using the recurrence and orthogonality properties of the P,, thereby yielding
an infinite hierarchy of differential-recurrence relations for the statistical moments

fn (), viz.,

21p 5()
nn +1)fn(t)+fn(t)— [fn 1 () = fim O], n ®)

Here fo = 1,§ (t) = BuE (¢) and Eq. (3) by orthogonality can be rewritten using
Eq. (4) as

P (1) = popfi (1) . (6)

Now, even for strong electric field intensities, & (f) < 1, thus the hierarchy of
Eq. (5) may be solved by iterating a perturbation series, yielding

L@y = O+ P, (7)

where the superscript (k) indicates the desired order in the field strength, yielding
the perturbed equations

nin+1) f9 =0, ®)
" (n T O+ 0 = SO 0- 50 o

The hierarchy of recurrence Eq. (9) is solved subjected to the initial condition
£® (—00) = 0 since we are interested in the steady-state regime only. Now, the
solution of Eq. (8) is obvious since it is a simple algebraic equation. Thus £© = 0

for all n # 0. Moreover, fo( = fo = 1and f ® — 0, k > 0. Hence, the linear
response of the polarization is given explicitly by fl D (1), that is

t

Wy L[
fi (t)—3TD e @& (t)d. (10)

—00
Since £ (—o0) = 0, we have

P =0,n#1 (11)
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Likewise, we have the quadratic response functions fn(z) (1), viz.,
[P @ =0,n#2, (12)

and

) 1 7 3(t-1p) n-1
g (T)—T/ /e Dk (e B E (1) diydn. 13)

Moreover, via Eq. (9) for n = 1 and k = 3, we have the cubic polarization
dynamical response, viz.,

313/

e wE()e w E(n)e £ (n)dndnds (14)

wo=-

157}

—00 —00 —00

Now, specializing to the pure AC field E (1) = E cos wt so that & (1) = &j cos wt
with &y = BuEy, the polarization Eq. (6) can be written as

P =PV 10)+PY 1),
where P(D (¢) is the linear polarization response given by

Poréo

1 —
PO = S

(coswt + wtp sinwt) , (15)

which is the result of Debye, while the cubic polarization P® (¢) is

pougg (13a)2‘r,2) — 27) coswt — 2wtp (21 + a)ztlz)) sin wt

60 (1+@273) (9 +4w?73) 3(1+w?td)

PO 1) =

. (170?73 — 3) cos 3wt + 2wTp (3a)2t12) — 7) sin 3wt

(1 +9a)2112)) (16)

This equation represents one of the most important results of the nonlinear Debye
theory, demonstrating that for strong AC field amplitudes, the linear response (15) is
corrected by the first term in the right-hand side of Eq. (16), while the second term
predicts the existence of a third harmonic in the polarization response. This result
was confirmed experimentally 20 years after its publication [12]. When o = 0,
P (t) = P is time-independent and is given by the two first terms in the Taylor
expansion of the Langevin function, viz.,

3
Py = pop (i? i—(;) (17
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The treatment described here must be further refined if the electric field comprises
both a DC part and an AC part, since then the static conditions are no longer given
by Eq. (8). This is the subject of the next section.

3 Nonlinear Dielectric Response in Superimposed AC
and DC Electric Fields

The basic equation is still the rotational Smoluchowski Eq. (1) as given by Debye,
with polarization given by Eq. (3) or (6), save that

V(@,t) = —u(Es + Egcoswt) cos 1, (18)

where Eg is the static electric field amplitude, also supposed uniform and applied in
the direction of the AC field. The differential-recurrence relations (5) now become

2Tp
e S AURFACE &+$“)[

Where &5 = B Es.

We further assume that all transients due to the (sudden) application of the DC
field Es have disappeared, so that the assembly of dipoles has reached equilibrium
in the absence of the AC field. Furthermore, starting from this configuration which
represents the stationary state of the system before E(coswt is applied, we then
consider the new stationary state (i.e., all transient effects due to the application of
E( cos wt have also disappeared) obtained in the presence of both fields. Hence, we
can also use the perturbation expansion, Eq. (7) yielding the perturbation equations

oot @) = funr O], n>0. (19)

n(n+1)&s [fn(())l

nm+1) fO = S

£4]- 0)

s d 0w+ 100 = 55 10 0 - 14 o]

(21
+50 (k—=1) (k—=1)
O S 0 - £ o).

Equation (20) can be solved using continued fractions, allowing one to express
the static moments as ratios of modified Bessel functions [3]. However, we avoid this
here because we can use the condition &g < 1, yielding a perturbation expansion of
all the £® (¢) in terms of the powers of the DC field strength. Thus, we write, in an
obvious notation

(0) _ Z f(o .q) (22)
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SO = Z FE0 ). (23)

Thus, the perturbation Egs. (20) and (21) become ( ©.0 = fy © = fo= 1)

(n+1)&s 1 0.4-1 0.1
+1) FO9 — ”_[(q) <q>] o
n(n+1) f, el I S (24)
At I 0+ 550 0 = 55 [ 0 - 1 0]
(25)
k—1 k—1
e A OO R
The polarization response to third order in the field strength is
Pit)y=PY 1)+ PP 1)+ PO (), (26)
where
PO @) = po (£ 0+ £°7) @7)
is the linear polarization response, while
PO = po (70 0+ £ 0+ 7)), 28)
is the quadratic polarization response (expected to vanish), and finally
PO W = o (A7 0+ 20 0+ 11 0+ 1°7) (29)

is the cubic polarization response. The nonlinear polarization (26) is explicitly deter-
mined by solving Eq. (24) up to ¢ = 3. For ¢ = 0, we have n (n + 1) %0 = 0
implying £©9 =0, n # 0. For ¢ = 1, Eq. (24) become

nn+ D& 00 00
n D) [0 =SS 10D — 0P (30)
with nonvanishing solution
on _ s
=22, 31
1 3 (€2

which is the first term in the Taylor expansion of the Langevin function. For ¢ = 2,
we have

nn+1) fO = n(n+1)é&s [f(o D

2n+1

-2 (32)
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with solution

02 _ &

0 =25 (33)

which is the first term in the Taylor expansion of (P»). Finally, for ¢ = 3, we have

+Dés1 02 0,2
1 (0,3>=”(”—[(,>_ <,>] 4
nn+1)f, 1 fai el | (34)
so that

3 3

©,3) £ .03 _ &5
_ 58 _ 55 35
h 45 13 105 33)

as expected.
Next, we evaluate fl(l‘o) (t), the linear response to the AC field. Obviously, we
see that fn(l’o) () = 0 save for n = 1, thus Eq. (25) becomes

: £(@1)

w0+ Y0 =2, (36)
with steady-state solution the Debye response, viz.,
9@y = Lz (cos wt + wTp sin wt) . (37)
3(1+w?th)
Thus the linear polarization is
PO (1) = P | gy 5—02 (coswt + wtp sinwr) | . (38)
3 (1+w?t})

This result is physically acceptable, since in the linear response approximation,
the steady-state DC and AC responses simply superimpose.

We now calculate the quadratic polarization response (28). Clearly, 1(0’2) = 0 by
our earlier arguments, while the two remaining functions in Eq. (28) must satisfy the
differential equations

oM @+ [ @) =0,
oY@+ 2% @) =0,

with steady-state solutions fl(l’l) (t) =0and fl(z’o) (t) = 0. Therefore, as expected,

PP 1) =0. (39)
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Finally, we evaluate P® (¢) as given by Eq. (29). We already have f1(0’3) since it
is given by Eq. (35). The three remaining functions satisfy

0 W+ 150 1 = - (’) = h W, (40)
o fO0 (1) + 2D (1) = Esfz(zo) ) — & (l)f(l,l) o @1
TDfl(l’z) ) + f1(1,2) ) = & f2(1 D () — E(l‘) (0,2)' 42)

The determination of f1(3‘0) (1), fl(z‘l) (t) and fl(]’z) (t) requires knowledge of
L2ty and £"" (¢) which satisfy

w200 +3,77 (1) = wf L0 4y, (43)
o f (0 + 3£ (1) = 3§Sf“ 0 1)+ 35 £ o, (44)

We infer that the DC field does not affect the 3w component of the nonlinear polar-
ization in the cubic response approximation, due to Eq. (37) and because f1(3’0) () is
the sole term in the nonlinear polarization containing 3w terms. Equations (40)—(44)
then yield

53 (13a)2112) . 27) coswt —2wtp (21 + wz‘r[z,) sin wt

500 =
: 60 (1 +@?73) (9 +4w?t3) 3(1+w?t})

. (170?13 — 3) cos 3wt + 2wtp (3wt} — 7) sin 3wt

(1+9?73) 43)

i.e., the original Coffey—Paranjape result, and along with this the additional terms

gégs (27 + 7(1)21[2))

iho=-15 (1+o?) (0+0?e])

5(%55 (8«)6rg+62w 1D+I53a)2r%) —81)cos2wt
T (1ha2d) (o2 e3) (1 44020 (94 4020D)

2;30 &g [219)) (4‘”4’?) +2202 r%) + 6%) sin 2wt

5 (1+02e}) (9+02ed) (1+402c}) (94 4020)

OES (27+w21% — 2044 ) coswt +wtp (42+ 19&)21% +w4ré) sin wt

4 (1+w21%)>2 (9+w2r%)

(46)

2= @7

Furthermore, for w = 0, we have

PO (1) = _ Pol (5:; 55)3. 48)

This is simply the second term of the Taylor expansion for the Langevin function
with two superimposed DC fields.
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Now, Egs. (45)—(47) should be commented upon. First, on inspection of Eq. (46),
application of a DC field in addition to an AC one causes a 2w harmonic term to
appear on the resulting DC response. This nonlinear frequency-dependent effect is
completely different, however, from that due to the dynamic Kerr effect because there,
an AC field alone is required to create a frequency-dependent DC term (the square
law nonlinearity rectifies the applied field). Nevertheless, the qualitative frequency
behavior is the same for both phenomena. Second, on inspection of Eq. (45), an
extra term oscillating at the fundamental is superimposed on the pure AC response.
Third, these formulas pertain with obvious changes in notation to magnetic relaxation
of blocked ferrofluids [3]. Finally, we see that the DC field does not affect the third
harmonic term at all at this level of approximation. However, if the pentic response is
considered, the fundamental and the third harmonic will also be affected. In contrast
to the original Coffey—Paranjape formulas, these results have been obtained only
recently [25].

4 Account of Interactions via a Mean Field Potential

We shall now treat intermolecular interactions via a mean field static potential. The
basic idea has been alluded to by Frohlich [26], and relies on the Ansarz that inter-
molecular interactions may be represented by a (mean field) symmetric double-well
potential. Thus, a way of including them in the dynamical Eq. (1) is to choose a poten-
tial exhibiting two wells in a cycle of the motion. Then, guided by the work of Maier
and Saupe [17] at equilibrium and Martin, Meier and Saupe [17] for time-dependent
situations in nematic liquid crystals, we merely rewrite V (9, t) as

V (@, 1) =K sin®® — u(Es+ E (1)) cos 9, (49)

where K represents an intermolecular interaction strength. We remark that disparate
physical problems can be modeled using Egs. (1) and (49), e.g., the nonlinear relax-
ation of (noninteracting) magnetic nanoparticles, with application to magnetic hyper-
thermia and information storage, or equally well the dielectric relaxation of polar
nematic liquid crystals. Numerical and analytical calculations have been undertaken
recently [27], which we now summarize.

The electric polarization is still given by Eq. (3), however, the differential-
recurrence relations become [3]

2 o () + |1 = s | fo 0 = 552 [fuet ) = fun 0] o

(n—1) (n+2)
+2‘7[(2n 1)(2n+1)f” 2 () = Ganoms /e (t)]
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where ¢ = BK. Again specializing to a pure AC field, we seek the solution of
Eq. (50) as a perturbation series in the AC field amplitude (cf. Eq. 7), so yielding the
perturbed equations

s SO O+ 100 = 55 [ 10 0 - 15 0]
HO 1 0 - 150 0] (51)
(k) n+2 (k)
+2‘7[(2n 1)(2n+1)f (1) — Grbams fue (I)] k>0,

with the stationary values
T
fO =z / P, (cos ) e~ Sin* P45 €0s? iy 949 (52)
0

and the partition function

T
7 = / 0 SN’ V485 CosY iy gy (53)
0

However, it is no longer possible to solve the hierarchy of Eq. (51) by simple
straightforward iteration, because of the mathematical complexity caused by the
coupling between the seven kinds of terms involved. Nevertheless, as demonstrated
in [27], we may formally solve these equations by writing them in matrix form. Thus,
we introduce the column vectors in which the n dependence is subsumed,

fl(O) fl(k) (1)
2 1@

=1 |.Po= : , k> 0. (54)
A 0 @)

Hence, Eq. (51) become the forced matrix differential equations

e (1) + AcV (1) = & (1) ¢y, (55)
pe® (1) + Ac® (1) = £ (1) Be* ™V (1), (56)

where
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()

1] .
a=3|: +Bc©. (57)

The matrix elements of the time-independent system matrix A and driving force
matrix B in Egs. (55)—(57) are thus given by

(A)nm = - (n * 1) < 20 (n _ l) nm+2 + |:1 - 2—0i| Snm
2 Cn—1)Q2n+1) 2n—1)(2n+3)
&s 20 (n+2)
+ m Bnm—1 — Spm+1) + m nm 2) (58)
n (n +1)
(B)nm - 2 (2 1) (5;1m+1 - (Snmfl) (59)

(8,m 1s Kronecker’s delta). The solution of the matrix Egs. (55) and (56) is obtained
by quadratures. We have, as in the scalar case, with ¢®) (—o0) =0, k > 0,

t
1 At
cDi)y=— / £(t)e A eydr, (60)
125}
while
1 t
c<’<>(r)=—fg(ﬂ S D(t)dr, k> 1. (61)
[9))

Next, iterating Eq. (61) twice yields vector-valued time-ordered integral repre-
sentations of the vector quadratic and cubic responses analogous to the scalar case.
We have

¥ )=~ / f £(1)E () e M T BT ¢ drdr, (62)

—OOOO

t ot
@) = % / / / §()E(1")E (1) e AT Be A S Be A ode”dedr
™D

—00 —00 —0Q

(63)
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Furthermore, for & (t) = & cos wt, Egs. (61), (62), and (63) can be written in forms
suitable for numerical computational purposes [27]. We have from Eqgs. (61)—(63):

e (1) = &oRe 9} (@) ], (64)
2
@ (1) = %ORe [q;((f) ) + 22 2w) 0 () ezl‘w’] , (65)

3
¢ (1) = %ORe [(2Re[ @0 @] 0 (@) + &Y @ 87 20) 0" (@) "

+ 0" o) 8F 20) 0 (@) €™},

(66)
where
oV () =G (e, ¢f (@) =A"Bo" (w), (67)
2 (w) =G (A, @ (0) = G ()B, (68)
G =A+iotpD)™ !, (69)

and I is the identity matrix. In writing Egs. (64)—(69), we have supposed that the
transition matrix exp (A¢) satisfies the condition

lim e =0, (70)

t——00

because all the eigenvalues of the system matrix A are real and positive due to
the properties of the Smoluchowski operator [28]. Furthermore, the vectors (pﬁ” (w)
and (p(()z) (w) in Eq. (67) can also be written as linear and second-order nonlinear
generalized normalized susceptibilities X,,; (w) and X ,%) (w), viz.,

2)
xuXn (@) x12 Xy (@)

Xx21X21 (@) Xzzx%) (w)

(1) (2)
¢ (w) = y @y (w) = (71)
X31X31 (@) x5 X%) ()

with X, (0) = 1 and X% (0) = 1, while xu = [q;ﬁ” (0)] and xp =

n
[<I>(13) ) (pf)z) (0)] are the corresponding static susceptibilities.

Although the fgregoing matrix solutions facilitate numerical evaluation of non-
linear responses, they do not permit a qualitative understanding of the relaxation
dynamics. These can be qualitatively understood however via the so-called two-
mode approximation, originating in the large separation of the timescales of the fast
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intra-well and slow over-barrier (or inter-well) relaxation modes in the asymmetric
double-well mean field potential (i.e., Eq. 49) with E (¢) = 0). Here, we simply write
down these two-mode approximations for the first and second-order responses and
deduce from them the cubic one. Details can be found in [27].

It has become well established in the last two decades [3, 29] that the linear AC
response to of dipolar systems undergoing (overdamped) rotational Brownian motion
in a field of force essentially comprises two processes, namely

(a) A slow Arrhenius over-barrier relaxation process, with the same timescale for
all linear response functions, which is represented here by the slowest decaying
eigenvalue of the transition matrix exp (—A#) = L' [(sI+A)~'], where L~
denotes the inverse Laplace transform,

(b) A fast intra-well relaxation process which is not thermally activated and is near
degenerate, with a characteristic timescale depending on the order of the linear
response function considered.

Thus, we write for the general matrix elements of the linear response

SV @) = &xmRe [Xon (@) '], (72)
where the scalar representations of y,; and X,,; (w) are [3]

Xnl =<PnP1>O_<Pn)O<Pl>Oa (73)
Anl 1— Anl

[+io/h  1+iotd)

X1 () = (74)

Here, A, is the weight of the thermally activated process specific to the func-
tion £V (1), and 7/ Y is the timescale of the short time near degenerate intra-well
processes also specific to the function £ (). These parameters are defined by [3]

(n1)
Tl /T —1
Ani = /et —, (75)
MTy — 2+ (A,lfe(?fl))
AT — 1
(nl) (nl) 1inl
T =T —, (76)
w eff )\lfég‘l) 1

where in terms of low and high frequency limits of the generalized linear suscepti-
bility

o = lim @)™ Im ([of @)] ). a
n . Xn -1
ri = lim Zim ([} @)] ) (78)
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The quadratic response functions f, ) () can also be represented in similar scalar

fashion using the two-mode approximation. For example, we cite f1 o () for the
polarization of the quadratic nonlinear response that is given by

52 L
A2 0 = LxRe [ X @) + X1 20) X @) ], (79
where
Aqg 1 — Ay
X{§ (@) = ——+ ——, (80)
I+io/A 1+ioty,
A 1— A
X1 (@) = —=1 (i (81)
I+io/ki 1+ioty,
A 1—Ap
X = 82
2 () l+iotn  1+iwt)? ®2
The parameters A}y and ‘L"();O) can be evaluated via
T .L,eff 1
Ajp = o/ -, (83)
ATi0 — 2+ ()ul‘lfeff)
ATio — 1
L0 _ a0 A1TI0
= - 84)
W eff (10) ) (
MTep — 1
where the characteristic times 79 and re(flfo) are determined by
70 = lim (@)~ Im ([0 @)] ). (85)
-1
209 — jim X21y ([(p(()z) (a))] ) (86)
w—>00 () 1

However, unlike Eqs. (75) and (76), analytic equations for the parameters A},
Tu(/m) Ay, T2 and ‘L'( ? are unknown. Therefore, in Egs. (81) and (82), they are
treated as adjustable. In this way, the cubic polarization response f1(3) (t) can be

rewritten as

10w = 2 2 yiaRe { (2Re[X 13 @] X{§ (@) + X1 (@) Xi2 (@) X (@) €

+ X13 Gw) X12 C0) X2 (@) eM] (87)

with X% (w) given by Eq. (81) and

AVE] I —Aj

13)”

X13(w) = +
() L+io/l  1+ioty,

(88)
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Fig. 1 (Color on line) Real 1: £=0
(a) and imaginary (b) parts (a) 1 =10 2:£=05
of the linear susceptibility 36,220
Fl(l)(w)=X11X11(w) 4:¢=50
versus the normalized
frequency wtp for various 3
DC field amplitudes &y with 107
anisotropy parameter (b)
o = 10. Solid lines: the —
matrix solution. Symbols: 2 10 3
the two-mode approximation T

V()]

Re[F

1

where A3 and 15‘13) are again adjustable parameters.

As indicated by Figs. 1 and 2, the two-mode approximation formulas yield excel-
lent agreement with the exact numerical solution obtained via various matrix meth-
ods. The introduction of a distribution of relaxation times in the above calculations is
discussed in [27]. The treatment as outlined may be used to any order in perturbation
theory in the field strength. Thus, it may directly be applied both to nonlinear dielec-
tric relaxation of polar nematic liquid crystals and to nonlinear magnetic relaxation
of noninteracting single-domain ferromagnetic particles, and indeed to all polar sys-
tems where the interaction field is static. However, if this field is replaced by a mean
field accounting for the dynamics of the dipole, then pronounced new features appear
which are revealed in the nonlinear response only. We now review these.

5 Dynamical Mean Field Effects in the Nonlinear Dielectric
Response

Here, dynamical effects due to interactions are accounted for in first approximation,
as inspired by Berne [30]. He, by solving the Poisson equation with natural boundary
conditions, demonstrated that the collective tumbling of an assembly of interacting
dipoles was described by a nonlinear Fokker—Planck equation, where the orienta-
tional pair distribution function is systematically unity. Consequently, the potential
has dynamical features related to the time-dependent orientational probability den-
sity. The Fokker—Planck (Smoluchowski) Eq. (1) is formally unchanged, however V
is now replaced by

V(ﬁ’ t) = US (‘07 t)+‘/int (ﬁa t)v (89)
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Fig. 2 (Color on line) Modulus of a the DC component of the nonlinear dielectric response
‘F(Z) (@) ¢ the
1,0 )

, b the second harmonic component of the nonlinear dielectric response ‘F 1(22) (w)

fundamental component of that response ‘ F 1(31) (w)|, and d the third harmonic component ‘ F 1(33) (a))‘

versus wtp for various DC field amplitudes &y with o = 10. Solid lines: matrix solution. Symbols:
two-mode approximation using the fitting parameters as described in the text

where U, in Eq. (89) as usual contains the orientational terms due to the externally
applied fields, while in the dipolar approximation [22], the interaction field is repre-
sented by

4 pop’?
Vi (0. 1) = % cos Bf; (1) . (90)

Under these conditions, we may write
BV (0,t) = =& (t)cos ¥ + A cos V¥ fi (1), ©n
where
) = 4mppo®/3 (92)
is 47t times the linear Langevin susceptibility of an ideal gas of dipoles. Thus, using

Egs. (1) and (91), we have the intrinsically nonlinear differential-recurrence relations
as opposed to the linear result Eq. (5)
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pro +1)fnm () = —[é(r)—kfl(r)][fn 1) = fan ] . (93)

The perturbation expansion (7) to cubic order in the field strength then yields the
scheme

(0)
© _ M .0 _ 0
In T+l [fn+l - fn l] (94)
(1) _ D -(0)
2ipfn @ () _EO-MT O 0 _ 07, M O )
n(n+1) 0= 2n+1 [f jVH‘l] 2n+1 [f’”'l O=fuzi (t)] (95)
£(2) )
2pf” O @) sV o g a MO0 0
‘erw(“‘ﬁmgﬂfw>mm]Mﬂfmff]
(0
i [13 -2 o] (96)
2n+1 1 1

and

20p i (1)

_ ¢
s @ = OO 2 ]+ Y fl Ol - 5]

nn+1) o 2n +1 1+1
MO 1) ) M e 3
T o [fm 0 = fu- (0] " |:fn+1 0 = f,2 (t)] (97)

We desire fl(l) (t) and f1(3) (t). Thus [22] we have, specializing to a pure AC field

V@) =& [aim (@) cos wt +a;" (w) sin wf] ©8)
with
V)L (99)
! G+ 1) + w2t
(1) T
L S 100
@ =300 + 12 (1
and
3'[[)
_ _ 101
T3 (ob

Clearly, the linear response to the AC stimulus in the dynamical mean field picture
is still essentially of Debye type. In contrast, however, the nonlinear response f1(3) (1)
is now given by

fl(S) @) = gg [ M (w) cos wt + a3(l) (w) sin wt + a3 ) (w) cos 3wt + a3(3) (w) sin 3wt] (102)

where

(1)( - 3 <3+x)2 (4A—39)(,)4rf‘+(z78+szzx+su2)w2112+729 (103)
B+04B1+43+1)2 zrl](l+w 2)3

w1 {81 Qr—21)+3B+1) [(;\ (A — 45) — 198) — (3 +2)2 wzrlz]wzrlz}

ag(l) @) = ( 1 04)

10(3 + )4 (31 +4G3+0)4 wzrlz) (1 +olt 12)
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) 9[(3+A)2 (51+200) @070 +3 (279 — 41 (1 (6 +2) — 21) e — 3 (1 (78 +2) — 99) w2 7F — 81] (105)
) (w) =
203+ 2% [81 +4(3+2)2 wzrlz] [1 +(u2112]3 [1 +9w2112]
9wy [92r —21)+ (33 = 2430 —297) w222 =33 +2) [B+ 2 (19+42) — B+ 1)2 w212 |0t
2 = 2 ( ) o] [ et (106)

103 +104 [81 +4(34+2)2 w2r12] [1 +(02r12]3 [1 +9w2112]

For A = 0, these formulas become the usual nonlinear response of noninteracting
dipoles to alternating electric fields. However, cf. Figures 3 and 4, they strongly
deviate from the known results for large interactions, thereby revealing pronounced
dynamical effects due to intermolecular interactions, which must be investigated
via nonlinear response measurements. In particular, the humped-back shape of the
nonlinear response moduli found at large A reveals the non-monotonic behavior of
that response for interacting molecules.

This finding is in marked contrast to that of the previous section, where the modu-
lus of the nonlinear response is monotonic for all interaction strengths. Now, recalling
that the mean field approximation is a poor representation of long range intermolec-
ular interactions, shorter interaction ranges could be modeled using the model under
discussion by superimposing a P, (cos ¥) f> (¢) term in the interaction potential (90).
This Ansatz then leads to a Martin—-Maier—Saupe-type model as pertains to dielectric
relaxation of polar nematic liquid crystals. In particular, as the amplitude of the P,
term is increased, the humped-back shape disappears, implying that Egs. (103)—(106)
can represent at best the “trivial” contribution to Ladieu’s toy model of nonlinear
dielectric relaxation of supercooled liquids [31]. This conclusion may be drawn
because according to the present theory, on decreasing the temperature, the humped-
back behavior of the nonlinear response spectrum vanishes, while experimental data
on glycerol exhibit the opposite behavior [22, 32]. Finally, quantitative comparison
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of Egs. (103)—(106) with experiment implies that we are using them for —3 < A < 3,
meaning that they can now only pertain to low densities. This behavior agrees with
that expected from the mean field (or random phase) approximation [33], although
that occasionally predicts a large density effect. Consequently, the only feasible way
to treat dynamical effects of the intermolecular interactions in the above calculation
is to abandon the mean field approximation entirely so that intermolecular orien-
tational correlations can be fully included. This task is much more involved and is
beyond the scope of our review.

6 Depolarizing Field and Internal Field

First, we recall various electrostatic concepts, e.g., the depolarizing and internal
fields, as they may be important in explaining experimental data. We start with
the depolarizing field. As much as possible, we loosely follow Brown’s excellent
presentation of the subject [34].

(a) The depolarizing field.

Consider a capacitor polarized due to a constant voltage imposed between its
electrodes in vacuo. Consequently, an electric field E,,. exists between the electrodes.
However, insertion of a dielectric will cause a decrease in the voltage between the
electrodes (with respect to the field measured in vacuo). The origin of the decrease
is that polarization charges (of opposite signs) appear at the surfaces of the dielectric
which interface with the electrodes in order to ensure global electro-neutrality of the
overall structure (capacitor +dielectric). Consequently, one says that the dielectric is
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polarized, and the electric field inside the dielectric E4 has an opposite direction to
that of E,,.. Hence, the overall electric field between the plates is decreased, thereby
explaining the voltage decrease due to the insertion of the dielectric, hence the name
“depolarizing field” for E4 [35]. Standard electrostatics shows that the depolarizing
field E, is systematically proportional to the polarization vector of the substance,
and points in an opposite direction to that of the polarization vector of the dielectric.
Moreover, E4 depends on the sample shape. Thus

<

Eq—-D,-P. (107)

where D p 1s the depolarization tensor. The total field inside the dielectric (called the
Maxwell field) is then E = E,,. + Eq4, and the various electric susceptibilities as well
as the linear and nonlinear permittivities in electromagnetic theory are defined with
respect to this field. For example, in the linear case in the AC regime, we have

PO w)= X" E@), (108)

where ?( ) (w) is the linear susceptibility Cartesian tensor. For a macroscopic
spherical isotropic sample, this tensor becomes a scalar so that the linear polarization
can be linked to the vacuum field Ey,, e.g., for a pure AC field in vacuo, we have

3 4 x D (w)
(O] — L 7 ).
=1 <3 g (@)) (109

Since it is believed that the linear susceptibility (and therefore the linear complex
permittivity) of a sample is an intensive quantity, determining it under the assumption
of a specific shape is relatively unimportant since calculations for two different
shapes lead to the same expression [22, 36]. In particular, the expression for the
linear complex permittivity is the same both for an infinite thin dielectric sheet and
for a sphere, yielding [22, 36]

A

e() — 1 =47 xV (w) = ——,
1+iwtp

(110)

where A is given by Eq. (92). This equation yields in particular the Langevin—De-
bye equation for an assembly of purely polar molecules ¢ (0) — 1 = X in the static
regime. Now, the nonlinear susceptibilities may depend on the sample shape; how-
ever, if a liquid completely fills the vacuum between the electrodes, such corrections
are unnecessary, because then the applied field coincides with the Maxwell field.
However, for strongly polar liquids, the Langevin—Debye equation ¢ (0) — 1 = A
noticeably disagrees with experiment, if the actual value of the dipole moment is
used. This is also true for any trivial modification of this equation. An explanation of
this discrepancy was given by Lorentz. He conjectured that a typical molecule in a
dense system does not experience the applied field as a consequence of the discrete
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nature of matter, instead it experiences that field plus the sum of the electric fields
due to all the other molecules, thus automatically leading to the concept of internal
or local field.

(b) The internal field.

We have seen that this field was introduced into the literature by Lorentz. Fur-
thermore, it is a convenient tool in the classical microscopic theory of dielectrics
[36] because at the molecular level, matter can no longer be regarded as continu-
ous. Although, strictly speaking, the calculation of this field should be quantum-
mechanical, nevertheless the translational and rotational motion of the molecules
does not depart markedly from classical behavior. Thus, we will continue with
the classical treatment, and again following Brown’s discussion [34], excluding the
motion of atoms or ions within the molecules.

By definition, the internal field E, is the field at the position of a specific (tagged)
molecule due to all charges except those attached to that molecule. Now, although
writing a general expression for the polarization (i.e., a macroscopic quantity) in
microscopic terms is relatively straightforward (i.e., the statistical average of the
vector sum of all molecular dipoles times the number of molecules per unit volume
or concentration), it is not at all simple to relate the internal field E, to the Maxwell
field E, or even to its average value [34]. Only for solutions of polar molecules in
nonpolar solvents is this distinction unimportant and then only in the simplest cases
can such a relation be established. These have been considered in detail by Lorentz
and later by Onsager.

(1) Outline of the Lorentz method for E, for polar dielectrics

We proceed as follows [34]: we construct a macroscopic sphere of radius R
(i.e., large with respect to intermolecular distances, but small with respect to the
overall macroscopic size of our sample), with center taken as the location of a typical
molecule where the local field is calculated. The local field can then be divided into
two parts: that due to matter outside the sphere E,,; and that due to matter inside it
Ei,. Under quite general conditions, we have from electrostatics

47 P
Eoul:E+T- (111)
The computation of E;, is more difficult, as it must account in some way for the
spatial arrangement of the molecules near the (tagged) one at which E, is calculated.
Lorentz showed, assuming that the molecules are arranged at the sites of a simple
cubic lattice, that

Ei, = 0. (112)

Hence, if the molecules near our (tagged) one are also situated at the sites of such
a lattice, Lorentz finds that
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47 P
E, :Ein+EOm=E+T. (113)

If the arrangement differs from the simple cubic one, then we have

A7 P
E4=E+T+Ein, (114)

where E;;, is unknown. For a dielectric consisting of purely polar molecules, Eq. (113)
leads to the Debye—Lorentz equation of state, viz.
e—1 &

==, 115
e+2 3 (115)

where ¢ = ¢ (0). Since A o« T~!, Eq. (115) predicts a transition from an unpolarized
to a spontaneous polarized state at a finite temperature. For water in particular, this
temperature coincides with room temperature, therefore giving rise to a fundamental
criterion whereby Eqgs. (113) and (115) must be rejected for polar dielectric liquids
with large dielectric constants. Finally, Eq. (114) is not used in practice because of
the extreme difficulty in evaluating E;;.

(ii) Outline of Onsager’s method of calculating E, for polar dielectrics.

As already alluded to above, the Lorentz method of calculating ¢ for polar sub-
stances must be rejected. Now, Onsager [37] remarked (full details are available in
[39]) that the effect of long range dipole—dipole interactions is not accounted for
properly in Lorentz’s computation of E,. In effect, he modified Lorentz’s method to
include the effects of the surroundings of the tagged molecule of permanent dipole
moment W\ on the local field at this molecule. In order to calculate ¢, he used a model
originally proposed by Bell [38] for a spherical dipolar molecule embedded in a
dielectric. This model is a rigid point dipole situated at the center of a macroscopic
empty spherical cavity of radius a in a dielectric continuum with permittivity equal to
the bulk permittivity ¢. The radius of the cavity is determined from the close-packing
condition

4 poa’
3

—1,

so that the volume of the cavity is that available to each molecule. Now the dipole p
itself creates a dipolar field that polarizes the surroundings. The resulting polarization
of the surroundings in turn induces a uniform field in the cavity which is called the
reaction field R. For a spherical cavity, the uniform field R has the same direction
as the dipole moment in the cavity (if the cavity is not spherical, this is not so), thus,
for purely polar molecules, Onsager can write R = fp. Furthermore, if a uniform
electric field E is imposed on the dielectric by external sources, standard electrostatics
[35] shows that the field in the empty cavity (i.e., with no dipole in it) is not equal to
E. This field is called the cavity field G and for a spherical cavity, is collinear with
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E, so that we have G = gE. Then Onsager writes the overall field in the spherical
cavity in the presence of E and the tagged dipole p due fo the surroundings as

E,=G+R=gE+ fp, (116)

The coefficients g and f can be calculated via electrostatics [35]. For a spherical
cavity of radius a in an infinite dielectric, we have (details in [39, 47])
. 3e 2 —-1)

T 2e+ 1] T Qe+ Dad

8 (117)

Now, at equilibrium, the reaction field gives rise to zero torque on the tagged dipole
because the term —p - R contributes only a constant to its orientational potential
energy. Then, by equating the macroscopic polarization from electrostatics with that
obtained via statistical mechanics, Onsager finds (in the linear regime)

(¢ — DE = )gE. (118)

Thus, by using Eq. (117), we have Onsager’s equation describing dielectrics con-
sisting of pure polar molecules, viz.,

(e-DQ@e+D)

e (119)

For polar and isotropically polarizable molecules, Eq. (119) is only slightly mod-
ified. Using e,, = n? (where n is the refractive index of the medium) and the
Lorenz-Lorentz equation [39], Onsager finds

(& — ex0) 28 + €50) A

€ (600 +2)° T3 (120)

Equation (120) may be used to determine the permittivity of assemblies of pure
polar molecules. However, for water at 25 °C, Eq. (120) yields ¢ ~ 30, while the
experimental value is 78.5. Nevertheless, Onsager’s method has the great advantage
of removing the unphysical ferroelectric Curie point predicted by the Lorentz—Debye
formula (115). The lack of full agreement with the experimental value of & suggests
that Eq. (120) should be improved.

(iii)) The Kirkwood—Frohlich formula for the relative permittivity

Onsager’s Eq. (120) was generalized by Kirkwood [40] to a cavity containing
a very large number of interacting molecules and he obtained in so doing a much
more acceptable value for the relative permittivity of water. However, Frohlich [39]
presented a more systematic derivation valid for all assemblies of polar molecules,
which may be summarized as follows. We regard our entire macroscopic specimen
as a very large sphere of radius b placed in a uniform field and select from it a smaller
yet still macroscopic sphere of radius a, such as a << b. The inner sphere is treated
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on a microscopic basis (i.e., via statistical mechanics), while the large surrounding
shell is treated as a continuous dielectric medium, i.e., on a macroscopic basis. The
entire system (inner sphere + surroundings) is assumed to obey the laws of classical
statistical mechanics. Regarding the inner sphere, the total dipole moment of an
ensemble of N charges is

N
M(X) =) e, (121)

where r; is the displacement of charge number i and ¢; is its charge. Now, an atom or
molecule contains several elementary charges (s in total) and X is the ensemble of
the associated displacements r;. Following Frohlich, we term an atom or molecule
of the inner sphere a cell and label such a cell j, and assume that each cell makes the
same contribution to the polarization in the direction of the applied field E inside
the shell. The dipole moment of the cell j is, applying Eq. (121) to the cell j

X ) = Ze(ikrjk (122)

with obvious notations. Then, the total dipole moment of the inner sphere comprising
N cells is

N s
MX) = Zm XJ :Z €k jk (123)

j=1 k=1

Now the mean total dipole moment of the inner sphere in the direction of E is

1 T
M-e) = Z / f M (X) - e) e PUXE) gin 9dXdv, (124)
0 N

where U (X, E) is the potential energy of the system of molecules inside the inner
sphere in the presence of E, ¢ is the angle between M and E, e is a unit vector in
the direction of E, and Z is the partition function defined by

T
= / f e PUXE gin 9dXdy.
0O N

Hence, in the linear approximation in E, we have (details in [39])

3¢ B <M2)
0>

M-.e) = L
M-e) =213

(125)
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where (M 2)0 is the mean square value of the dipole moment of the inner sphere in the
absence of the electric field. By equating the (macroscopic) polarization obtained
via electrostatics with that given by Eq. (125), we then have

-1 Qe+1) 4np, ,
3¢ - 3u (M, (126)
where v is the volume of the dielectric. The last equation is a perfectly general result,
and is the equation of state for linear dielectrics. Put succinctly, it yields € in terms
of the mean square fluctuations of the dipole moment of a macroscopic spherical
specimen of the dielectric embedded in a large volume of the same dielectric. These
fluctuations in the dipole moment are the fotal fluctuations from all causes, because
in the dielectric several mechanisms of polarization may be operative [39].
Equation (126) may further be specialized to identify a specific mechanism,
namely the contribution of the displacement (or distortional) polarization to the total
dipole moment of a molecule, which is the sum of the permanent and the induced
dipole moment. This postulate assumes that the contribution of this mechanism to the
permittivity may be treated by separating the overall polarization into a systematic
term essentially due to the permanent dipoles of the molecules and a term due to
the elastic displacement of all charges. For simplicity, the latter mechanism is then
treated on a continuous basis, assuming that for this mechanism only the inner sphere
is filled with material having static relative permittivity €. The sum of the cavity
and reaction fields yields

3¢E 2(e — &)

E, = + M, 127
¢ 26 + 600 A% (26 +600) (127

plus the field of the dipole M. Since both the dipole and the reaction fields contribute
only a constant to the orientational potential energy, Eq. (126) becomes (details again
in [39])

(6 — 600) Q6 +200)  4TB (M2,

= 128
3¢ 3v (128)

Now, the evaluation of the static permittivity from Eq. (128) requires the calcu-
lation of (M 2)0. On using Eq. (123) and confining ourselves to terms linear in E, we
have

N
Z / "M (X) e PUXOGY (129)

N

where

Zy= / e PUXOgX
N
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is the partition function in the absence of the external field. On introducing the
notation

dX; =dx;...dx;_1dx;4 ... dxy
so that
dX = dX;dx;,
we can rewrite Eq. (129) with some algebra as

[ M(X)e PURDGX; [ e PUXOGX,

N

N=1 N=1

(M?), = Z; / dx;m (x;) - e ROK, oo
7= N=1 N

Next, by introducing the probability p (x j) of finding the jth cell with the set of
displacements X

[ e PUXOGYX;
(X.)_IH—
PR = T X gx
N

and m* (x j) the mean moment of the sphere given that its jth cell has a set of fixed
displacements x; so that

[ M(X)e PUXOgX;
N-1
[ e PUKOGX,
N—-1

m* (x;) =

one may express the mean square dipole fluctuations (M?), as a sum of statistical
averages over the jth cell only. In other words, we have

), = 3 [ axm (s))-m ) p () i, (130)

Next, it may be shown from electrostatics [41] that the dipole moment induced
in a sphere by a dipole residing in a cavity in that sphere is independent of the size
of the latter. This result is extremely important because ¢ is an intensive quantity
(therefore independent of the size and shape of the dielectric, and the calculations
are easiest for spherical shapes). This result is true even if the cavity is not concentric
with the surrounding spherical shell, so that the precise location of the cavity in the
dielectric is unimportant provided it is taken as spherical. Next, let m} denote the
dipole moment of a sphere surrounding the jth cell. Thus, if m} can be obtained by
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treating the jth cell as a point dipole in a spherical cavity surrounded by a continuous
dielectric, then

so that Eq. (128) reduces to Onsager’s Eq. (120). Therefore, we must assume that
m* # m, since Onsager’s equation does not predict € quantitatively, meaning that
it is impossible to treat the jth cell as a point dipole surrounded by a continuous
dielectric. In other words, m* # m if and only if

— The shape of the jth cell differs from that of a sphere, a hypothesis that we do not
make, otherwise the electrostatic part of the calculation becomes very difficult,

— The region surrounding the jth cell cannot be treated on a macroscopic basis, a
hypothesis that we will maintain in our calculation of € because then we can handle
the surroundings of the jth cell by the methods of (classical) statistical mechanics.

Furthermore, an important consequence of all the electrostatic considerations
made above is that m* is independent of the position of the jth cell as long as this
cell is so far removed from the bounding surface of the dielectric so that it allows
its interaction with the outside to be treated on a macroscopic basis. Of course, for
an infinite dielectric, this last condition is always true. Bearing in mind all the above
hypotheses, we have

2 . *
(M?), = N (m-m");,
since each cell contributes equally to the polarization. Consequently, Eq. (128)
becomes

(6 —ex) 28 +e00)  4mPBpo (

3¢ 3

m-m") . (131)

In this equation, pg = N /v is the number of cells per unit volume of the dielectric,
and m and m* now refer to nonelectronic displacements. Having derived Eq. (131),
we can obtain the so-called Kirkwood—-Frohlich equation by first choosing the cell
Jj in such a way that it contains only one dipolar molecule of dipole moment .,
meaning that the orientations of the dipoles are the only variables. We now define

m" = p*, (132)
where * is the average dipole moment of the sphere when the tagged dipole  is

held in a fixed orientation. Now, in a liquid, in the absence of an applied field, all
dipolar directions are equivalent therefore
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* _ *
(m~m )o_(""l‘* >o
and we must also have
(hon)y=m-n (133)

Finally, if the interactions with nearest neighbors only are considered, then p*
is the sum of the moment p of the tagged dipole held in a fixed orientation relative
to its neighbors and the average of the sum of the moments of its nearest neighbors.
Hence, if z represents the average number of nearest neighbors, we have

Wt =g (1+z{cosy)y,) = ngk,

where y is the angle between neighboring dipoles, and gk is called the Kirkwood
correlation factor, so that Eq. (128) becomes

(6 — £x0) 28 +600) _ 4mpopt®gi
3¢ T 3kT

(134)

Furthermore, the value of the dipole moment to be used in Eq. (134) is the dipole
moment of a molecule embedded in a medium of dielectric constant £,. This moment
is related to the vacuum moment by the equation [39]

oo+ 2

n=—a e (135)

where p, is the dipole moment of the molecule in vacuo. Hence, by combining
Egs. (134) and (135), we finally have the Kirkwood-Frohlich equation, viz.,

(8 = £o0) (28+28oo) _ M8k (136)
(6o +2) 3

By accounting for nearest neighbor contributions as described above, Kirkwood
obtained ¢ = 67 for water at 25 °C, a far more acceptable value. By including both
nearest and next-nearest neighbors in the evaluation of g, Oster and Kirkwood
[42] found ¢ = 78.5, in excellent agreement with experiment. Now, we describe
the generalization of the Kirkwood-Frohlich equation to the frequency-dependent
(complex) permittivity in the linear approximation.

(iv) The dynamical equation for the linear complex permittivity

Any theory of the linear complex permittivity € (@) of polar fluids must include
the effect of the local field at the dynamical level. This calculation is much more
involved than its static counterpart, because the dynamics of the internal field are
generally unknown [39] and in addition are a function of ¢ (w), i.e., the property one
is trying to calculate. However, we may proceed in a general sense by establishing a
relation between the time-dependent dipole moment of the dielectric and the complex
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permittivity. The dipole moment induced in a dielectric body induced by a very small
time-dependent external electric field is, at any time (assuming that both quasi-
electrostatics and linear response obtain)

t

da
M (1) =/E(t—x)a(x)dx, (137)
0

where a (¢) is the step response of the body and E (#) = 0 for ¢+ < 0. Following
Scaife [41], we introduce the aftereffect function b (t) defined by

—a() (>0
b(r) = a(oo) —al(t) (t > )’ (138)
0 (<0
so that the polarizability « (w) of the body is given by
o0 [e.¢]
o (w) = / a(tye 'dr = — / b(t)e “dr. (139)
0 0

We must now relate a (¢) (or b (¢)) to the induced time-dependent dipole moment
M (t). This is accomplished by via the fluctuation—dissipation theorem which we
explain as follows. First, we remark that by applying the Kramers—Kronig relations
to o (w) = o (w) — ia” (w), viz.,

2 x® " 2 x® !
l o (2 " wa (2
o ((,()) = —/2—()2dz, [07 ((1)) = ——/2—()2(12,
w) 7?—w n) Z—w
0 0
we have, at zero frequency
2 x® "
o (0) = —/ L O é(M2)0. (140)
b4 w 3
0

Now, denoting time averages by an overbar, we have by ergodicity

T'/2
— 1
2\ __ 2 1 o A
(M?), = _Tl/l—I>nooT’ / M) -M () dt
—T'/2

However, by the Parseval-Plancherel theorem, we must also have
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TR (OB Y]
(M?),=-— [ lim
2 T'—o00 T’

—0Q

1 o0
do = — / Sy (w) dw, (141)
2

where the star denotes the complex conjugate, the tilde denotes the Fourier transform
of M(?), i.e.,
T'/2
M (0) = / M (r)e "“'dt, T' — oo,

-T2

and Sy, (w) is by definition the spectral density of the fluctuations of the dipole M.
Hence via Eqgs. (140) and (141), we then have the fluctuation—dissipation theorem
(FDT),

60" () = BwSy (). (142)

Thus, we have related the dissipative part «” (w) of the frequency-dependent
complex polarizability to the spectral density of the spontaneous fluctuations in the
dipole moment at equilibrium of the dielectric body. In deriving the FDT, we have
asserted that macroscopic fluctuations decay according to macroscopic laws.

Now, on introducing the autocorrelation function of the dipole Cy, (¢) defined by

T'/2

Cu@® = Tl/i_)oo% / M(t—1¢) -M(t')di' =M@ — 1) -M(1).  (143)

-T2

so that by the Wiener—Khintchine theorem [3], Cy, () and Sy, (w) are Fourier cosine
transform pairs, hence recalling that Cy; (¢) is even in time and Sy, (w) is even in
frequency we have

i 6 [a ()
Cy @) = P f Sy (w) cos (wt) dw = % / > cos (wt) dw (144)
0 0

In writing the foregoing equation, we have used the FDT Eq. (142). Thus, by
Fourier inversion, Eq. (144) obviously yields a” (@) in terms of the Fourier cosine
transform of the aftereffect function b (¢), viz.,

o’ (w) = 'BTCO / Cy (t) cos (wt) dt = a)/b (t) cos (wt) dt
0 0

where we have used Eq. (139). Thus b () and M (¢) are related via
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3b (1) = BCu (1) (145)
Now, by ergodicity and stationarity in time, we also have
Cu (1) = (M(0) -M(1))o -

Thus, the polarizability may be expressed in terms of the total dipole moment
fluctuations as

o (w) =§ (m?), —ia)/ (M(0) - M (t))ge " “dr} . (146)
0

This is the commonly known Kubo relation generalizing that of Frohlich at zero
frequency, viz., o' (0) = B(M?); /3 to the frequency-dependent case, as obtained
using the new method of Scaife [47]. Furthermore Scaife (see [47], Chap. 7,
Eq. (7.217) has also shown by means of rather involved calculations that Eq. (128)
may be generalized to the frequency-dependent case yielding

[¢ (@) — exol [26" (®) + 600l [26 (w) + 1] 47 (w)
& (0) [26* (@) + 1] (600 + 2)? - 3v

(147)

Here, we have separated the displacement polarization mechanism as before, and
a (w) is the polarizability of a sphere in vacuo (i.e., calculated by means of classical
statistical mechanics). Any further calculation necessitates a detailed investigation
of the dynamics of the fluctuation phenomena at the microscopic level.

In this context, Nee and Zwanzig [43] included the fact that in the time-dependent
situation the reaction field R lags behind the dipole. Thus, they obtained, for the
dynamical Onsager model (i.e., ignoring dynamical correlations) the Fatuzzo—-Mason
equation [44], viz.,

[e (@) — £x][28 (@) + 8] 1
3)»8(&)) l—ia)rD—( _8;.0)( e(w)—¢ )

5 2e(w)+€00

(148)

Hence, they were able to reproduce the experimental complex permittivity of
glycerol at —60 °C. However, their derivation of Eq. (148) is open to objection. In
effect, when a dipole rotates, it produces a time-dependent field outside the cavity,
and energy is dissipated to the surroundings because of dielectric loss. Therefore,
the dipole moment slows down: this is dielectric friction. This frictional effect is in
addition to the local effects of van der Waals forces, which are usually represented
by the frictional term in the Langevin equation [3]. The problem is then to determine
how dielectric friction combines with the Stokes—Einstein friction of the rotational
Brownian motion [39]. Therefore, the most rigorous treatment of the linear complex
permittivity to date is that of Scaife, Eq. (147) [47].
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(v) The nonlinear static susceptibilities and the local field

The range of validity of both the Onsager and the Kirkwood—Frohlich equations
has been described in Frohlich’s own words [39]: a molecule occupies a sphere of
radius a, its polarizability is isotropic and no saturation effects can take place. In
other words, provided the external field is small and static, the above treatment of the
local field holds. If the field is increased so that the dielectric behaves nonlinearly, all
the above treatment must be revisited. Here, we summarize the inclusion of internal
field effects on nonlinear susceptibilities. Thus, we briefly review the main results
already obtained for the cubic dielectric increment of polar fluids. In this context,
Onsager mentions that his local field formula (116) is not suitable for estimating
nonlinear effects due to strong electric fields. The reason for that is in the absence of
free charges, the electric displacement vector D obeys the Maxwell equation:

V-D=0, (149)
while the Maxwell field obeys the irrotational condition
VxE=0 (150)

so that E = —V®, where & is the electrostatic potential. However, Egs. (149) and
(150) cannot be solved without a constitutive equation linking D and E, which for
nonlinear dielectrics is

D = ¢ (E?)E. (151)

Furthermore, we are interested in the cubic dielectric increment only, thus we may
expand the field-dependent permittivity eg (E?) as

er (E?) ~ e (1 —«E?), (152)

where « is the relative cubic nonlinear dielectric increment and ¢ is the constant
linear permittivity as before. Now, it is found [45] that « is of the order of 10~!8
m?%/V? and is usually positive (normal saturation), however, negative values have
also been observed (anomalous saturation) [45—47]. By analogy with the Langevin
theory of paramagnetism, the phenomenon described by Eq. (152) is called dielectric
saturation. From Eqs. (149)—(152), we see that the electrostatic potential ® no longer
satisfies Laplace’s equation, instead satisfying [45]

(1 -k (VO)?) V2D =k (VO - V) (VO)* (153)

The details of the approximate perturbative solution of the nonlinear Eq. (153) are
given elsewhere [45], and may be summarized as follows. Because of the smallness
of k, one may seek the solution of Eq. (153) by perturbation methods, i.e., we may
write
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& =00 44D, (154)

Here, ®© is the solution of Laplace’s equation while & is the perturbed part
of the electrostatic potential because the dielectric is no longer linear. Including the
effect of the polarizability of the molecules, we then find that the Kirkwood-Frohlich
equation is modified to (details in [45])

e e = ( 3¢ ) anp M)y ( 26 — S, ) (4m)? B (M),

26+ 6 3v (26 + £00)* 1503
@) ke (e = D(M?) [2 26 =56 32mpe (M)
(2e + 1) v? 3Qe+ex)  5Qe+ex) v(M?), |
(155)

while the nonlinear dielectric increment is

Ae  Amp® [ 2e+1 32\ (s 22
27T Toouo (28+soo)(28+eoo> (3<M b =5(M )0) (156)

where Acg is the absolute nonlinear dielectric increment, and

ois] (600 — 1) (2863 — 6662600 — 6052, — 37s§c)
—14l
5

(26 +800)4
o o),
150 (26 + £00)d {

2
i (), (o

(2853 - 66£2€oc - 6055%0 - 375%0) (e +1) —54e(ec0 — 1) (482 +2¢ee00 + 35%0)}

7 2(2€+€ )6 ) {682 (c00 — 1) (26 — 5ec0) —8(28+])<4£2—88800+138%O)}
v 00

2
s (an)3 p3:2 (3 <M6>O - 5<M2>O <M4)0) (452 I8eeao + 106 — 5500)- (157)

2503 (26 + £00)

Now, the extra terms in the modified Kirkwood—Frohlich Eq. (155) can usually
be ignored in practice, especially for liquids with large permittivity. In contrast, the
expression for the nonlinear dielectric increment cannot be simplified. Here, it is
impossible to proceed without a statistical model allowing the calculation of the
statistical averages in Eqgs. (156) and (157).

Other attempts to calculate Ae/E? were made before that of Coffey and Scaife.
Following an earlier remark of Van Vleck [48], a first calculation of the nonlinear
dielectric increment was attempted by Thiébaut [49], assuming that intermolecular
correlations are negligible. Orientational correlations were included in the formula
derived with the assumptions of Van Vleck by Kielich [50] before Thiébaut’s work,
then later by Barriol and Greffe [51], and Bottcher [46], with the result

Age Aot et (00 +2)*
T T kE= 2
E 45 (26 +600)” (262 +62)

Ry, (158)
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where

3(M4>0 — 5<M2>(2)

Rg =
S 2ppupt

(159)

is called the Piekara—Kielich correlation factor [46, 50], which also arises in the
Coffey—Scaife formula. However, unlike the Kirkwood factor, Rg may be negative
or positive, indicating that an anomalous saturation effect may on occasion dominate
the normal saturation effect. Now, Van Vleck’s derivation [48] assumes that

er (E*) ~ e (1 —kE®?), (160)

where EQ = —V®© is the field existing in a linear dielectric. However, as already
pointed out by Onsager and later by Brown [34], no logical grounds exist for making
this assumption about a nonlinear dielectric and then replacing ez (E?) by ez (E©?)
both in the cavity and reaction field factors (117), because this is equivalent to assum-
ing that the dielectric is linear in the overall sense, despite the fact that one is
attempting to calculate a nonlinear property. Hence, one cannot merely assume that
Eq. (160) holds for a nonlinear dielectric. A more complete theoretical discussion
is given in [45].

Now, although Eq. (160) is, stricto sensu, incorrect, comparison of Eq. (158) with
experiment (with R; = 1) shows that agreement may sometimes be achieved, espe-
cially in substances where the Kirkwood correlation factor has value 1 [45]. Marked
differences between the Thiébaut [49] and Coffey—Scaife formulas and experimental
data occur occasionally [45], nevertheless the disagreement arises for both formulas
from the same sources of uncertainty, namely, either experimental errors or the lack
of accounting for orientational correlations. Thus, Eq. (156) demonstrates clearly
that the local field manifests itself quite differently for the relative permittivity and
for the nonlinear cubic dielectric increment.

Regarding dynamical susceptibilities, all we may anticipate is that the single
dielectric increment splits in two dynamical responses: one at the fundamental and
one at the third harmonic.

7 A Perspective: The Dean-Kawasaki Approach

As alluded to previously, it is very difficult, if not impossible, to calculate the dynam-
ics of the internal field exactly. Nevertheless, the various correlation effects may still
be calculated by using a specific many-body method, comprising the Dean-Kawasaki
method [52, 53]. The latter naturally extends Berne’s approach [54] so far as the mean
field approximation is relaxed. For simplicity, we consider an assembly of dipoles
that are distributed at random however with positions fixed in space so that only the
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rotational degrees of freedom are relevant. The stochastic equation describing the
collective tumbling of the dipoles is then [53]

ap |: SF :|
2tp— (W, 1) = Vyu - | Bp (@, 1) Vuy— (0, 1) +y (u, 1) |, (161)
Jat 8p

where y (u, ) is arandom Gaussian white noise vector field with statistical properties

y(u, 1) =0, (162)
viw Dy, W, D =1,"pnss(u—u)s(t—1), G, j)=x,y.z. (163)

Here, the overbar denotes an average over the distribution of the realizations of
the noise field y, §;; is Kronecker’s delta while § (u — u’) and § (r — ¢') are Dirac
delta functions, p is defined by

N
pun) =Y 8u—u @), (164)
i=1

u; (¢) is the orientation of dipole i with dynamics governed by its individual
rotational Langevin equation, F = F [p] is a free energy functional and is also
a (stochastic) functional of p (the compact notation § F/3p holds for a functional
derivative taken in the usual way for deterministic quantities). If only pair interactions
are retained, the free energy functional F for a pure species may be restricted to just
an entropic term, a field orientational term and (long range) pair intermolecular
interactions, viz.,

F[p](t):kT/,o(u,t)ln,o(u,t)du—uE(t)/(u~e)p(u,t)du

+ % / / p W, 1)Uy (u,u') p (u, 7) dudu’, (165)

where Uy, (u, u/) is the interaction energy for a single pair of dipoles. By defining
the orientational one-body and pair densities W and W, by the equations

pu,)y=Wn, punp, =W, (au, 1), (166)

and averaging Eq. (161) over the distribution of the realizations of the noise field,
we have the partial integrodifferential equation

2TD¥ W, 1) =Vy - [VuW (u, 1) + W (u, 1) Vi Vi ()]

+BVy - / VaUy (u,0') W (u, u', 1) du’, (167)
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where V; (w,t) = —uE (t) (u-e) is the mean electrostatic orientational energy
due to the molecular field (i.e., the orientational electrostatic energy as seen by a
molecule). As written, Eq. (167) is just a rotational Fokker—Planck (Smoluchowski)
equation forced by pair interactions. However, it may also be regarded as a nonlinear
integrodifferential equation for W the orientational single-body density, because W,
may be written in most general form as

Wa (u,u' 1) =W @)W (u,7)g(uu,r),

where g (u, u/, t) is the dynamical orientational pair distribution function. In particu-
lar, Eq. (167) has been used to evaluate the temperature dependence of the dielectric
constant of water and methanol, giving satisfactory agreement between the Kirk-
wood—Frohlich formula and experimental data without any fitting parameter [55].
Thus, it appears that higher nonlinear correlation factors could also be computed
with this method.

8 Conclusion

We have reviewed a number of methods for the calculation of the linear and nonlinear
polarization responses to externally applied fields, both for noninteracting and inter-
acting molecules. In this way, we have emphasized the role that may be played by
dynamical interaction effects and the possible importance of the internal field effects
in these nonlinear responses. In particular, we have given a simple method whereby
thermally activated effects could be included in the theory. Moreover, we have also
indicated how dynamical effects due to intermolecular interactions may alter the
nonlinear polarizability spectra without affecting the linear response. The inclusion
of internal field effects in these nonlinear spectra is absolutely nontrivial and is left
for future investigation. Here, we have accounted for intermolecular interactions at
the mean field level only, thereby effectively neglecting intermolecular interactions.
However, we have also indicated how the collective tumbling of the dipolar system
may be treated on the basis of the Dean-Kawasaki formalism, because this allows the
inclusion of static and dynamic correlations at the molecular level. This formalism
is essentially equivalent to the Bogolyubov-Born—-Green—Kirkwood—Yvon formal-
ism [33] treatment by diffusion processes, in which inertial effects are neglected
completely. In effect, the short-range van der Waals forces are accounted for using
a white noise approximation in the manner of Langevin [3], while the long range
forces are treated explicitly. In particular, the Dean-Kawasaki formalism is able to
reproduce the nonlinear integrodifferential equation obeyed by the equilibrium pair
distribution function [32], in turn reducing to the Born—Green equation [33] when
the Kirkwood superposition principle is used. Therefore, for the purpose of mod-
eling long range interaction potentials, the various correlation factors occurring in
Egs. (136) and (156) can be computed. These tasks are left for future research.



72

P. M. Déjardin et al.

Acknowledgements We are indebted to Profs F. van Wijland L.F. Cugliandolo for helpful conver-
sations and for having introduced us to the Dean-Kawasaki formalism.

References

1.

10.

11.

12.

13.

14.

P. Debye, Polar Molecules (Chem. Catalog. Co., New York, 1929; Reprinted Dover, New York,
1954)

A. Einstein, Investigations on the Theory of the Brownian Movement (Methuen, London, 1926,
reprinted by Dover, New York, 1954)

W.T. Coftey, Yu.P. Kalmykov, The Langevin Equation, 4th edn. (World Scientific, Singapore,
2017)

H. Benoit, Contribution a I’étude de I’effet Kerr présenté par les solutions de macromolécules
rigides. Ann. Phys. 6, 561 (1951)

H. Watanabe, A. Morita, Kerr effect relaxation in high electric fields. Adv. Chem. Phys. 56,
255 (1984)

A. Morita, On nonlinear dielectric relaxation. J. Phys. D Appl. Phys. 11, 1357 (1978)

W.T. Coffey, B.V. Paranjape, Dielectric and Kerr effect relaxation in alternating electric fields.
Proc. Roy. Ir. Acad. A 78, 17 (1978)

V. Rosato, G. Williams, Dynamic Kerr effect and dielectric relaxation of polarizable dipolar
molecules, J. Chem. Soc. Faraday Trans. 2 77, 1767 (1981)

T. Furukawa, M. Tada, K. Nakajima, I. Seo, Nonlinear dielectric relaxation in a vinylidene
cyanide/vinyl acetate copolymer, Jpn. J. Appl. Phys. 27, 200 (1988); T. Furukawa and K.
Matsumoto, Nonlinear dielectric relaxation spectra for polyvinyl acetate, ibid., 31, 840 (1992)
C. Crauste-Thibierge, C. Brun, F. Ladieu, D. I’Héte, G. Biroli and J.-P. Bouchaud, Evidence
of Growing Spatial Correlation at the Glass Transition from Nonlinear Response Experiments,
Phys. Rev. Lett. 104, 165703 (2010); C. Brun, F. Ladieu, D. I’Hote, M. Tarzia, G. Biroli and
J.-P. Bouchaud, Nonlinear dielectric susceptibilities : Accurate determination of the growing
correlation volume in a supercooled liquid, Phys. Rev. B 84, 104204 (2011)

H. Block, E.F. Hayes, Dielectric behavior of stiff polymers in solution when subjected to high
voltage gradients. Trans. Faraday Soc. 66, 2512 (1970)

K. De Smet, L. Hellemans, J.F. Rouleau, R. Corteau, T.K. Bose, Rotational relaxation of rigid
dipolar molecules in nonlinear dielectric spectra, Phys. Rev. E 57, 1384 (1998); P. Kedziora,
J. Jadzyn, K. De Smet, L. Hellemans, Linear and nonlinear dipolar relaxation of 4,4'-n-
hexylcyanobiphenyl, J. Mol. Liquids 80, 19 (1999); J. Jadzyn, P. Kedziora, L. Hellemans,
Phys. Lett. A 251, 49 (1999); P. Kedziora, J. Jadzyn, K. De Smet, L. Hellemans, Nonlinear
dielectric relaxation in non-interacting dipolar systems, Chem. Phys. Lett. 289, 541 (1998)
Yu. L. Raikher, V.I. Stepanov and S.V. Burylov, Nonlinear orientation-optical effects in a
dipolar particle suspension, Kolloid. Zh. 52, 887 (1990) [Colloid. J. USSR, 52, 768 (1990];
Low-frequency dynamics of the orientational birefringence in a suspension of dipolar particles,
J. Coll. Interface Sci. 144, 308 (1991)

J.L. Déjardin, Yu. P. Kalmykov, P.M. Déjardin, Birefringence and dielectric relaxation in strong
electric fields, Adv. Chem. Phys. 117, 275 (2001); J.L. Déjardin, Yu. P. Kalmykov, Nonlinear
dielectric relaxation of polar molecules in a strong ac electric field: Steady state response,
Phys. Rev. E 61, 1211 (2000); Steady state response of the nonlinear dielectric relaxation
and birefringence in strong superimposed ac and dc bias electric fields: Polar and polarizable
molecules, J. Chem. Phys. 112, 2916 (2000); Yu. P. Kalmykov, Matrix method of calculation
of the Kerr effect transient and ac stationary responses of arbitrarily shaped macromolecules,
J. Chem. Phys. 131, 074107 (2009)



Nonlinear Dielectric Relaxation in AC and DC Electric Fields 73

15.

16.
17.

18.

19.

20.

21.

22.
23.
24.
25.

26.
217.

R.B. Jones, Transient and steady linear response of dielectric particles in a high bias field
subject to a weak AC probe field, J. Phys. Cond. Matter, 14, 7719 (2002); B.U. Felderhof, R.B.
Jones, Nonlinear response of a dipolar system with rotational diffusion to an oscillating field,
ibid. 15, S1363 (2003); Mean field theory of the nonlinear response of an interacting dipolar
system with rotational diffusion to an oscillating field, ibid. 15, 4011 (2003)

R. Richert, Frequency dependence of dielectric saturation. Phys. Rev. E 88, 062313 (2013)
G. Meier, A. Saupe, Dielectric relaxation in nematic liquid crystals, Mol. Cryst. 1, 515 (1966);
A.J. Martin, G. Meier, A. Saupe, Extended Debye theory for dielectric relaxation in nematic
liquid crystals, Symp. Faraday Soc. 5,119 (1971); P.L. Nordio, G. Rigatti, and U. Segre, Dielec-
tric relaxation theory in nematic liquids, Mol. Phys., 25, 129 (1973); B.A. Storonkin, Theory
of dielectric relaxation in nematic liquid crystals, Kristallografiya 30, 841 (1985) [Sov. Phys.
Crystallogr. 30, 489 (1985)]; A. Kozak, J.K. Moscicki, G. Williams, On dielectric relaxation
in liquid crystals, Mol. Cryst. Liq. Cryst. 201, 1 (1991)

W.T. Coffey, D.S.F. Crothers, Y.P. Kalmykov, J.T. Waldron, Exact solution for the extended
Debye theory of dielectric relaxation of nematic liquid crystals, Physica A 213, 551 (1995);
Yu.P. Kalmykov, W.T. Coftey, Analytical solutions for rotational diffusion in the mean field
potential: application to the theory of dielectric relaxation in nematic liquid crystals, Liquid
Cryst. 25, 329 (1998); W.T. Coffey, Yu.P. Kalmykov, Rotational diffusion and dielectric relax-
ation in nematic liquid crystals, Adv. Chem. Phys. 113, 487 (2000)

H.A. Kramers, Brownian Motion in a field of force and the diffusion model of chemical
reactions. Physica 7, 284 (1940)

J. Jadzyn, G. Czechowski, R. Douali, and C. Legrand, On the molecular interpretation of
the dielectric relaxation of nematic liquid crystals, Liquid Cryst. 26, 1591 (1999); S. Urban,
A. Wiirflinger, and B. Gestblom. On the derivation of the nematic order parameter from the
dielectric relaxation time, Phys. Chem. Chem. Phys. 1, 2787 (1999); S. Urban, B. Gestblom,
W. Kuczynski, S. Pawlus, and A. Wiirflinger, Nematic order parameter as determined from
dielectric relaxation data and other methods, Phys. Chem. Chem. Phys. 5, 924 (2003); S.
Urban, B. Gestblom, and S. Pawlus, Dielectric properties of 4-methoxy-4’-cyanobiphenyl (1
OCB) in the supercooled isotropic and nematic phases, Z. Naturforsch. A, 58, 357 (2003); K.
Merkel, A. Kocot, J.K. Vij, G.H. Mehl, and T. Meyer, Orientational order and dynamics of the
dendritic liquid crystal organo-siloxane tetrapodes determined using dielectric spectroscopy,
Phys. Rev. E, 73, 051702 (2006)

P.M. Déjardin and Yu.P. Kalmykov, Relaxation of the magnetization in uniaxial single-domain
ferromagnetic particles driven by a strong ac magnetic field, J. Appl. Phys. 106, 123908 (2009);
S.V. Titov, PM. Déjardin, H. El Mrabti, and Yu. P. Kalmykov, Nonlinear magnetization relax-
ation of superparamagnetic nanoparticles in superimposed ac and dc magnetic bias fields, Phys.
Rev. B 82, 100413(R) (2010); H. El Mrabti, S.V. Titov, PM. Déjardin, and Yu.P. Kalmykov,
Nonlinear stationary ac response of the magnetization of uniaxial superparamagnetic nanopar-
ticles, J. Appl. Phys. 110, 023901 (2011); N. Wei, D. Byrne, W.T. Coffey, Yu.P. Kalmykov, and
S.V. Titov, Nonlinear frequency-dependent effects in the dc magnetization of uniaxial mag-
netic nanoparticles in superimposed strong alternating current and direct current fields, J. Appl.
Phys. 116, 173903 (2014)

P.M. Déjardin, F. Ladieu, Nonlinear susceptibilities of interacting polar molecules in the self-
consistent field approximation. J. Chem. Phys. 140, 034506 (2014)

R. Richert, Nonlinear Dielectric effects in liquids: a guided tour. J. Phys: Cond. Mat. 29, 363001
(2017)

R. Courant, D. Hilbert, Methoden der Mathematischen Physik, vol. 1 (Springer, Berlin, 1924)
W.T. Coffey, Yu.P. Kalmykov, N. Wei, Nonlinear normal and anomalous response of non-
interacting electric and magnetic dipoles subjected to strong AC and DC bias fields. Nonlinear
Dyn. 80, 1861 (2014)

H. Frohlich, Theory of Dielectrics, 2nd edn. (Oxford University Press, Oxford, 1958)

N. Wei, P.M. Déjardin, YuP Kalmykov, W.T. Coffey, External DC bias field effects in the non-
linear AC response of permanent dipoles in a mean field potential. Phys. Rev. E 93, 042208
(2016)



74

28.
29.

30.

31.
32.
33.
34.

35.
36.

37.
38.

39.
40.
41.
4.
43.
44.

45.

46.
47.
48.

49.
50.

51.

52.

53.

54.
55.

P. M. Déjardin et al.

H. Risken, The Fokker-Planck Equation, 2nd edn. (Springer, Berlin, 1989)

D.A. Garanin, Integral relaxation time of single-domain ferromagnetic particles. Phys. Rev. E
54, 3250 (1996)

B.J. Berne, A self-consistent theory of rotational diffusion, J. Chem. Phys. 62, 1154 (1975); M.
‘Warchol and W.E. Vaughan, Forced rotational diffusion of linear molecules. Nonlinear aspects,
J. Chem. Phys. 71, 502 (1979)

F. Ladieu, D. L’Hote, C. Brun, Nonlinear dielectric susceptibilities in supercooled liquids: a
toy model. Phys. Rev. B 85, 184207 (2012)

PM. Déjardin and F. Ladieu, unpublished work (2014)

J.P. Hansen, I. McDonald, Theory of Simple Liquids, 3rd edn. (Elsevier, Amsterdam, 2006)
W.E. Brown, Dielectrics, in Handbuch der Physik, vol. 17, ed. by S. Fliigge (Springer, Berlin,
1956), p. 1

J.A. Stratton, Electromagnetic Theory (McGraw-Hill, New York, 1941)

P.Madden, D. Kivelson, A consistent molecular treatment of dielectric phenomena. Adv. Chem.
Phys. 56, 497 (1984)

L. Onsager, Electric moments of molecules in Liquids. J. Am. Chem. Soc. 58, 1486 (1936)
R.P. Bell, The electrostatic energy of dipole molecules in different media. Trans. Faraday Soc.
27,797 (1931)

M.W. Evans, G.J. Evans, W.T. Coffey, P. Grigolini, Molecular dynamics and the theory of
broad, vol. Spectroscopy (Wiley, New York, 1982)

J.G. Kirkwood, The dielectric polarization of polar liquids. J. Chem. Phys. 7, 911 (1939)
B.K.P. Scaife, Complex Permittivity (English Universities Press, London, 1971)

G. Oster, J.G. Kirkwood, The influence of hindered molecular rotation on the dielectric con-
stants of water, alcohols, and other polar liquids. J. Chem. Phys. 11, 175 (1943)

T.S. Nee, R. Zwanzig, Theory of dielectric relaxation in polar liquids. J. Chem. Phys. 58, 6353
(1970)

E. Fatuzzo, PR. Mason, A calculation of the complex dielectric constant of a polar liquid by
the librating molecule method. Proc. Phys. Soc. 90, 729 (1967)

W.T. Coffey, B.K.P. Scaife, On the theory of dielectric saturation of polar fluids, Proc. Roy.
Irish. Acad. A 76, 195 (1976); W.T. Coffey, B.K.P. Scaife, On the solution of some potential
problems for a nonlinear dielectric, J. Electrostatics 1, 193 (1975); W.T. Coffey, Ph.D. Thesis
(The University of Dublin, 1975)

C.J.E. Bottcher, Theory of Electric Polarization, vol. I (Elsevier, Amsterdam, 1973)

B.K.P. Scaife, Principles of Dielectrics, 2nd edn. (Clarendon, Oxford, 1998)

J.H. Van Vleck, On the role of dipole-dipole coupling in dielectric media. J. Chem. Phys. 5,
556 (1937)

J.M. Thiébaut, These de 3¢ Cycle, (Nancy, 1968)

S. Kielich, Semi-macroscopic treatment of the theory of nonlinear phenomena in dielectric
liquids subjected to strong electric and magnetic fields. Acta Phys. Pol. 17, 239-255 (1958)
J. Barriol, J.L. Grefte, Relations between the Microscopic Model of Polarizable Dielectrics and
the Macroscopic Model II: Dielectric Saturation and Fluctuation of the Dielectric Moment. J.
Chim. Phys. 66, 575 (1969)

K. Kawasaki, Stochastic Model of slow dynamics in supercooled liquids and dense colloidal
suspensions, Physica A 208, 35 (1994); D.S. Dean, Langevin equation for a system of inter-
acting Langevin processes, J. Phys. A : Math. Gen. 29, L613 (1996)

L.F. Cugliandolo, P.M. Déjardin, G.S. Lozano, F. van Wijland, Stochastic dynamics of collective
modes for Brownian dipoles. Phys. Rev. E 91, 032139 (2015)

B.J. Berne, A self-consistent theory of rotational diffusion. J. Chem. Phys. 62, 1154 (1975)
PM. Déjardin, Y. Cornaton, P. Ghesquiere, C. Caliot, R. Brouzet, Calculation of linear and
nonlinear orientational correlation factors of polar liquids from the rotational Dean-Kawasaki
equation. J. Chem. Phys. 148, 044504 (2018)



Stochastic Models of Higher Order )
Dielectric Responses L

Gregor Diezemann

Abstract The nonlinear response for systems exhibiting Markovian stochastic
dynamics is calculated using time-dependent perturbation theory for the Green’s
function, the conditional probability to find the system in a given configuration at a
certain time given it was in another configuration at an earlier time. In general, the
Green'’s function obeys a so-called master-equation for the balance of the gain and
loss of probability in the various configurations of the system. Using various mod-
els for the reorientational motion of molecules it is found that the scaled modulus
of the third-order response, X3, shows a hump-like behavior for random rotational
motion in some cases and it exhibits “trivial” behavior, a monotonuos decay from
a finite zero-frequency value to a vanishing high-frequency limit, if the model of
isotropic rotational diffusion is considered. For the time-honored model of dipole
reorientations in an asymmetric double-well potential, it is found that X5 exhibits a
peak in a certain temperature range around a characteristic temperature at which the
zero-frequency limit vanishes. The fifth-order modulus Xs shows hump-like behav-
ior in two distinct temperature regimes located at temperatures, where X3 behaves
trivially. For a trap model with a Gaussian density of states, a model that exhibits
some features of glassy relaxation, both nonlinear response functions can exhibit
either trivial or hump-like behavior depending on the specific choice for some model
parameters. The height of the peak shows various temperature dependencies from
increasing with temperature, decreasing or a temperature-independent behavior.

Keywords Nonlinear dielectric relaxation - Stochastic models - Molecular
reorientations + Asymmetric double-well potential model - Trap model

G. Diezemann (<)

Institut fiir Physikalische Chemie, Universitdt Mainz,
Duesbergweg 10-14, 55128 Mainz, Germany

e-mail: diezeman @uni-mainz.de

© Springer International Publishing AG, part of Springer Nature 2018 75
R. Richert (ed.), Nonlinear Dielectric Spectroscopy, Advances in Dielectrics
https://doi.org/10.1007/978-3-319-77574-6_3


http://crossmark.crossref.org/dialog/?doi=10.1007/978-3-319-77574-6_3&domain=pdf

76 G. Diezemann

1 Introduction

Broadband dielectric spectroscopy is a very powerful method to investigate the
dynamical behavior of condensed matter systems over an extremely broad frequency
range [1]. This is particularly important for systems like supercooled liquids and
glasses where the dynamics spans timescales from very fast dynamics to extremely
slow processes like the primary relaxation or the normal mode relaxation in polymers
[2, 3]. In order to study the dynamically heterogeneous nature of glassy relaxation,
however, one has to apply frequency-selective techniques [4—7]. Apart from probing
the system at more than two times, as in higher dimensional NMR experiments [8—
10], also the application of strong electric fields allows to monitor dynamical hetero-
geneities via the nonresonant hole-burning techniques [11, 12]. Similar techniques
have also been used to monitor magnetic [13] and mechanical [14] hole-burning.

Motivated by a theoretical prediction of Bouchaud and Biroli [15], in the past
a number of experimental studies of the nonlinear dielectric response have been
conducted, for a very recent review see [16]. The idea was that the modulus of the
third-order response function is related to the number of cooperatively rearranging
particles N, participating in the primary relaxation process. As a function of fre-
quency, the modulus exhibits a peak near the mean relaxation frequency and this
was attributed to the existence of “glassy correlations” [17]. In this interpretation
of the nonlinear response, the height of the peak is a measure of N, and experi-
mental results have been analyzed along these lines [17, 18]. On the other hand, a
monotonous decay of the modulus from a finite low-frequency value to zero at high
frequencies was interpreted as being indicative of the lack of spatial correlations in the
system and was assumed to indicate “trivial” behavior [18], i.e., the reorientational
motion molecules lacking cooperativity.

Other studies of the nonlinear dielectric relaxation have been interpreted in terms
of models that do not exhibit any spatial structure like the Box model, further phe-
nomenological models [16, 19-21] and also the mode coupling theory of the glass
transition [22]. Other models used to compute the cubic response of glasses devoid
of spatial structure are a toy model based on the assumption of the existence of
correlated particles [23] and a phenomenological model for the primary relaxation
[24]. Additionally, the nonlinear response for molecules undergoing isotropic reori-
entational diffusion has been calculated and the resulting modulus does not exhibit
a hump-like structure [25] but shows trivial behavior only. Quite recently, the fifth-
order nonlinear susceptibilities of supercooled glycerol and propylene carbonate have
been determined giving strong support for the interpretation in terms of cooperatively
moving particles [26].

We have computed the third-order and the fifth-order response for a well-known
model exhibiting glassy relaxation, the so-called trap model, and found that for certain
values of the model parameters a hump is found in both cases [27, 28]. In addition
for the model of dipoles reorienting in an asymmetric double-well potential humps
are observed. These calculations were performed using time-dependent perturbation
theory for the propagator of the underlying stochastic dynamics and will be reviewed
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in the present chapter. As mentioned above, the nonlinear response theory of dipole
reorientations has been worked out for various models of rotational diffusion [25,
29-31] and has also been extended to include long-range dipolar interactions [32].
In most of these calculations, it is assumed that the stochastic reorientations of the
molecules can be described in terms of a Fokker—Planck equation (FPE) [33, 34]. The
perturbation theory presented in the present chapter generalizes these approaches to
the treatment of the propagator of the more generally applicable master-equation
(ME) [33, 35].

In general, the dielectric polarization is related to the expectation value of the
electric dipole moment of the sample, see e.g., [1]. Here, we will not consider details
of the theory of dielectrics, but we take the following simplified view. The response
to an external electrical field E(¢) is determined by the change of the energy of the
system due to the alignment of the dipole moment M in the field, o« (—M - E(¢)). The
dielectric response is determined by the time-dependent average (M (¢)). Through-
out the present chapter, we assume that M depends on a set of relevant coordinates
q(t), M(t) = M(q(t)). Although not necessary for the general discussion, the coor-
dinates ¢(¢) are chosen to represent a Markov process and the stochastic dynamics
is described by a ME or a FPE [33-35]. The coordinates g (#) might represent one
or more relevant angles defining the orientation of a molecule in a laboratory—fixed
frame, in the most general case three Eulerian angles, or ¢g(¢) can also represent
some collective variables characterizing the relevant configurations of the system.
With this, the expectation value can be written as

(M(1)) = /qu(q)p(q, 1. (D

Here, p(q,t) denotes the probability to find the value ¢ at time ¢. Therefore, the
response is determined by the time evolution of p(q, t). General results do only
exist in the linear response regime, where the fluctuation—dissipation theorem (FDT)
holds, see e.g. Ref. [1]. The FDT relates the linear response R(z, s) to the time
derivative of the equilibrium correlation function of the variable conjugated to the
applied field (the dipole moment), Cy (¢, s), which can be written for times ¢ > s:

(M (1))
SE(s)

L 0Cu(1.5)

R(t,s) =
(t,s) o P

@)

Here, B = (kgT)~' (kg is the Boltzmann constant, in the following set to unity) and
Cu(t, s) is given by

Cul(t,s) = (M(@O)M(s)) = /dq /dq/M(q)M(q/)G(q, tlg'.)pq's),  (3)

where G(q, t|q’, s), denotes the conditional probability (Green’s function) to find
the value ¢ at time ¢, given it had the value ¢’ at time s. Generally, the time-dependent
probability can be computed from
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p(g. 1) = /dq/G(cL tlg', s)p(q’, ). 4)

If one is interested in the generally nonlinear response of the system to a field applied
at time s, one has to extend the calculation to the desired order in the field £ and
then uses

(M) = / dg / dg'M(q)G'"®(q,tlq', s)p(q, s). )

Note, that Eq. (4) cannot be used here, because the Green’s function is to be calculated
in the presence of the field and the a priori distribution p(g’, s) is the one before the
field is switched on. Here, using an expansion of G£)(q, t|¢’, s) linear in the field
yields the linear response, and using the nth order gives the corresponding nonlinear
order.

In the present chapter, we will discuss the high-order (third- and fifth-order)
response for systems exhibiting a stochastic dynamics that can be assumed to be
Markovian. In the following section, we will briefly recall some aspects of simple
models of stochastic dynamics and then formulate the time-dependent perturbation
theory that will be used to calculate the relevant response functions according to

Eq.(5).

2 Markovian Stochastic Dynamics

As mentioned above, if the stochastic dynamics can be considered to be Markovian
the Green’s function G(q, t|q’, '), obeys the ME:

Gla tlan 1o) = / AW (@ s )G (G 1141 10)- ©)

Here, the elements of the master-operator, W(q,, g, t) are given by [33, 35]

W(qr, qi,t) = W(gr, qi,t) — 8(qx — q1) qunW(qn, qi, 1), @)

where W (g, g1, t) is the transition rate from ¢; to g at time ¢.

Equation(6) has to be solved with the initial condition G(gx, tylq;, ) =
8(qr — qi), where 6(x) denotes the Dirac delta function. The explicit form of the
ME reads as

Gqx, tlqr, t0) = —/dqnW(qn,qk,t)G(qk,thz,to)+/dqnW(qk,qn,t)G(qn,thz,to)-
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Here, the first term describes the loss of probability in ‘state’ g; due to all transitions
out of this state with the effective escape rate f dq,W(qyn, qk, t) and the second terms
gives account of the gain in probability in g.

The derivation of a FPE starting from the more general ME is quite straightforward

and the result can be written in the form [33, 35]

G(qr, tai, t0) = L(qr, )G (qr, tlqu, to), (8)

where L£(gx, t) denotes the FP-operator. Generally, the FPE is used if one considers
diffusion processes and the ME can be used to treat problems with larger jump
lengths. For further information regarding the properties of the ME and the FPE, we
refer to textbooks [33-36].

If the dynamics is stationary, all one-time quantities do not depend on time, such
as the stationary distributions, p***(q, t) = p*i(g), and two-time quantities only
depend on the time difference, e.g., Cy(f, s) = Cy (¢t — s). Furthermore, the same
holds for the Green’s function, G(q, t|q’, s) = G(q,t — s|q") and the long-time limit
of G(g, t|q’) yields the equilibrium population, lim, ., G(q, t|q") = p®(q).

Molecular Reorientations: Rotational diffusion, rotational random jumps

In the past, a number of models for the reorientational motion of molecules in super-
cooled liquids have been considered and these models have been used in the inter-
pretation of (linear) dielectric response functions and NMR relaxation times and
spectra, see e.g. Refs. [37, 38]. Among these models are the well-known model of
rotational diffusion, the model of random reorientational jumps, and also models
treating rotational jumps of finite width.

Rotational diffusion: If one considers the isotropic rotational diffusion of molecules,
one has the FPE:

) 1
G(w, tlwy) = Drp—— 7 [sin6 - 9 (sin6 - dy) + ;] G(w, t|wo). )
Sin

where w = (8, ¢) and Dy denotes the diffusion coefficient. The solution of this
equation is well known and is given by the series

oo 1

Gw. tlwe) = D Y Viw(w)Y}, (wo)e” P! (10)

=0 m=—I

with ¥, (w) representing a spherical harmonics. From this expressions, rank-
dependent time correlation functions can be computed and one finds that they decay
exponentially according to C;(t) = (¥;0(w(1)) Y/, (w(0))) = C;(0)e™PrIU+DE [37]
If one compares the relaxation times t; = [dz5°C;(¢) relevant for dielectric relaxation
(I = 1) and NMR (/ = 2), one finds t;/7, = 3 at variance with most experimental
results obtained for supercooled liquids, where more typically 7, /7, ~ 1 is found
[38].



80 G. Diezemann

Rotational random jumps: A /-independent result for the rotational correlation
functions is found in the framework of the model of rotational random jumps. Here,
it is assumed that any rotation completely decorrelates the orientational degrees of
freedom and therefore the master-operator has the following form:

W(w, wy) =T |:L —S(w—wo)i| (11)
47

This means that a transition out of an orientation wy takes place with a rate I" and
ends at any other orientation on the sphere with equal probability ((47)~"). The
solution reads as

G(w, tlwy) = L+e—“ |:8(w—w0)— L} (12)
4 4
and in this case one finds for the rotational correlation functions the /-independent
expression C;(t) = e,

More general models for the rotational motion incorporating rotational jumps
have been considered, e.g., in Refs. [37, 39, 40] and references therein and in some
cases also the heterogeneous nature of the rotational relaxation in supercooled liquids
has been taken into account explicitly [38, 41-43].

The asymmetric double-well potential model

A quite different model that often has been used to model dielectric relaxation is the
model of dipole reorientations in an asymmetric double-well potential (ADWP). The
dipole can assume two orientations separated by a barrier, cf. Fig. 1. The dynamics of
this system is then described as a process of diffusive barrier crossing and therefore
one has to consider the FPE for the diffusion in the presence of a potential V (g, 1).
This time-dependent potential usually contains a time-independent term that is given
by the ADWP and the time-dependent coupling to the external fields. In this case,
the FP-operator has the following generic form:

L(q.1) = Ddge V@09,V = D3, V'(q, 1) + D0y, (13)

If one considers the double-well potential with deep wells as in Fig. 1, one can
discriminate between two types of dynamical processes. The intra-well relaxation
is fast and can be modeled by the well-known Ornstein—Uhlenbeck process [33].
The diffusive barrier crossing can be treated using Kramers theory and gives rise to
transition rates that are of an Arrhenius form with the barrier as an apparent activation
free energy. We will denote the two orientations corresponding to the minima of the
ADWPby ‘1’ and ‘2, characterized by polar angles§; = 6 and 6, = (6 + ) [12, 27,
28, 44]. The transition rates between these two states are given by W, = We P22
and W,; = Wet#4/2 Here A denotes the asymmetry, cf. Fig. 1, and W is the hopping
rate in the symmetric case, W = Wye™#", with the average activation energy V.
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Fig. 1 Sketch of an
asymmetric double well
potential. The asymmetry is
denoted by A and the
average activation energy is
V. The rate for a transition
from state (orientation) 2 to 1
is given by Wi;

In this case, the long-time behavior after equilibration within the wells can be
properly described by a ME for the populations of the two wells, see e.g. [45]. This ME
is then a discrete version of Eq. (6), which with the abbreviations G (t) = G(qx, t|q;)
and Wy, = W(gklq;) is given by

Gu(®) =) WuGul), (14)

where the elements of the master-operator are Wy, = Wy — 8y Zn W, ie. le (1) =

YW G (1) — Wi G (1)1
For the ADWP model, the Green’s functions in the field-free case are given by

Gy (1) = pZ’q (l - eft/t) +8e /T with ™! =2W cosh(BA/2) and p;q =7 -Wy. (15)

The time correlation function relevant for dielectric relaxation, Cy,(¢) [Eq.(3)], is
calculated assuming

M, = M cos(6;) and therefore M; = M cos(0) ; M, = —M cos(0)

with M denoting the static molecular dipole moment. After performing the average
over all orientations, (cos”(6;)) = (n + 1)~! for n even and (cos”(6;)) = 0 for n
odd, one finds

M2
Cu() = —-(1 - §He ' (16)

Here, the definition
8 = tanh(BA /2) (17)

has been used. The prefactor stems from (M?) =", Mip;? = (M?/3)(1 —§?)
where the isotropic average has been performed (hence the factor 1/3).
The Gaussian trap model

Also models that do not treat molecular reorientations explicitly can be used to
compute response functions if the coupling of the relevant variables to the field are
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specified. In this chapter, we will consider the trap model with a Gaussian density of
states [46, 47]. This type of model has been used quite successfully to understand
certain aspects of glassy dynamics [48—50]. The main ingredients of the model can be
summarized as follows. It is assumed that the minima of the free-energy landscape,
€, are distributed according to a Gaussian:

6762/(20.2) (18)

1
P(E)—ﬁ

with o = 1. This assumption has been shown to be in reasonable agreement with the
distributions of meta basin energies [51]. The transitions among the various ‘states’
€ are modeled as an activated escape out of the initial state with the destination state
chosen at random, i.e., according to the density of states, Eq. (18):

Wieleo) = p(e) - k(eo) (19)

with the escape rate
K(€) = kooee. (20)

Because p(€) is normalized, f dep(e) = 1, the ME reads

Ge, tleg) = —k(€)G (e, t]eg) + p(e)/de/K(e’)G(e/, t€p). (21)

The equilibrium populations are given by the long-time limit of the Green’s function
and are also Gaussian:

cd =1 — ; —(e=8)?/20%) . z_ _p.2
pi(e) llirgo Gle, t|ep) e e ;€ Bo 22)
The detailed calculation of the response functions and also the time correlation func-
tions Cy(t) = (M ()M (0)) requires a choice of the functional dependence of the
‘moments’ M (¢) on the trap energies €. (Note that in the present discussion the trap
energy € plays the role of the generalized ‘coordinate’ ¢ introduced in the Introduc-
tion.)

In order to calculate the response, one further has to quantify the dependence of
the ‘moment’ M (¢) on the trap energy €. The choice of this dependence represents
a further assumption of the calculation and has a strong impact on the results for
the response functions, as will be discussed below. According to Egs. (2) and (3) the
linear response is determined by the equilibrium auto-correlation function C (7). In
the present chapter, we will always make the following reasonable assumption:

(M(e)) =0 and (M(e)M(e0)) = §(e — ) (M (e)?). (23)

Using this, one finds for Cy,(¢):
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Cult = [detMene ™ pce). 4)

We mention that for € independent M, (M (€)?) = (M?), this correlation function
reduces to the ‘jump-correlation function’, which decays whenever a transition takes
place and thus can be viewed as an intermediate scattering function for a large value
of the modulus of the scattering vector [38].

3 Nonlinear Response Theory for Markov Processes

The response of the system to an external E field applied at time 7y and measured
by the observable M (¢) (the dipole moment) is given by Eq. (5), which in a discrete
version reads as

Xt 1) = (M) =y MGy (1, 10) pe(to). (25)
kl

Here, M; is a shorthand notation for M (g;). The time-dependent perturbation theory
for the Green’s function G,(f)(t, tp) is obtained in the following way. Starting from
the ME in the discrete version of Eq. (6), one translates the ME into a matrix notation:

0:G (2, t0) = W()G(t, tp). (26)

The matrix elements of the propagator are G(¢, o)y = Gu(t, to) = G(qx, tlq, )
and those of the master—operator are given by Wi, (t) = W<(qx, qi, t). The formal

solution of the ME can be written as G(¢, o) = 7 exp ( f; d tW(r))G(to, o) where

7T denotes the time-ordering operator and G(fy, t9)x; = 8. Note that the same for-
malism is applicable to the solution of a FPE with the only difference that the master-
operator is to be replaced by the FP-operator. Differences between the perturbation
theory for a FPE and a ME appear, however, when dealing with the nonlinear response
functions, see the discussion below. If an electric field is applied, the corresponding
ME is written as 3,G®) (¢, 15) = WE ()GE) (¢, 1y).

In order to set up the perturbation theory we decompose the master-operator into
an unperturbed (field-free) part and a perturbation contribution,

WE (1) = W) + V(). 27)
Without specifying the expression for the coupling to the field, the elements of the

individual terms WV(¢) and V(¢) generally are obtained from a Taylor expansion of
WE (¢) with respect to the electric field,
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o0

W =Y lw,g”(r) [BEM]" with WS (1) =
n= 0

(E)( )

d(BE)" E=0
(28)
and accordingly we have the decomposition into the field-free part Wy, (¢) = Wk(lo) (1)

and the perturbation

Vo) =) V@) with V(0 = ﬁE(t)] [Wff;”(t) ak,Z ,EZ?UJ

n=I1
(29)
The formal perturbation expansion for the propagator starts from the Dyson-like
equation
t

GE, 1) = G(1, 1p) + / d'G(t, )YV GE(t, 1y) (30)

Io
with G(t, 1) = G(t, ). In an abbreviated form, we write for this equation
GH=G6+GeVeG® (31)

where the time arguments are omitted and the convolution is abbreviated by the ‘®’
symbol. Using Eqs. (28) and (29), one finds the following general expression for the
nth-order Green’s function G™ (t, t,):

n—1

Gm — Z GO ® V(n—m) ® G™ with GO =G (32)
m=0

In the next step, one uses the expression for the matrix elements of G™(t, 1),
G,(:l')(t, t9), in Eq. (25) in order to compute the nth-order response,

XMt 1) =Y MG (. 10) pilto). (33)
kl

Note that these response functions represent so-called integrated response functions.
Of course, it is also possible to define the corresponding pulse-response functions,
R, as in Eq. (2) and then the integrated response is obtained by multiplication of R
with the time-dependent fields and integrating over the internal times [27, 28].

The remaining problem in the formulation of the response theory is the deter-
mination of the field dependence of the transition rates Wk(lE ) (). We note that in
general there is no definite recipe for this if the dynamics is described by a ME.
Only in case of a diffusive dynamics represented by a FPE the field dependence of
the FP-operator is determined by the force exerted by the applied field. Here, we
will obtain the field dependence of the transition rates from the following consid-
erations. One assumes that the field couples to a variable M, giving a contribution
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(—E - My) to the energy and therefore the Boltzmann factor and the equilibrium
population p,e(q is altered accordingly. Together with the detailed balance condition
Wip;? = Wi p,? this suggests an exponential dependence of the W;ZE )(1) on the
field. This is further substantiated by the following argument. One writes the discrete
version of the FPE for the diffusion in a field, Eq. (13), on a grid of points {g;} with
equal spacing Ag = (gx+1 — gx) and the definitions D = D/(Aq)?, Vi = V(qi),
pr(t) = p(qr, t)Aq in the form of a ME [33, 52]:

Dk = Wk(k+1)pk+1 + Wk(k—l)pk—l - (W(kJrl)k + W(kq)k) Pk

with
Wiy = D [1 = (B/2) (Vi — Viwr)] = De /20 Vew)

From this it is evident that the exponential field-dependence follows from Vj
—E M.

Using an exponential dependence, a quite general model is obtained using the
following expression:

Wk(ZE)(t) — Wkl(t)eﬂE(t)[VMquz]_ (34)

Here, y and u can be chosen arbitrarily [S3-55] and for y = 1 — u, the model fulfills
detailed balance. If u = 1, y = 0, the field couples to the initial state of the transition
and for u = 0, y = 1, the coupling takes place via the destination state.

The above expressions for the G™ simplify considerably, if the stochastic dynam-
ics is described by a FPE. This is because in that case there is no ambiguity in the
choice of the coupling to the field. The coupling of the dipoles to the field adds a
term (—E - M (g)) to the potential V (¢) and this has to be incorporated into the FPE,
yielding a strictly linear coupling [33]. Therefore, one has V™ = 0 for m > 1 and
Eq.(32) becomes G = GO @ VD @ G~V If one uses Eq. (34) in the linearized
form of the ME, one obtains W}, (1) = W1 (1) (1 + BE®)[y Mu1y — wM])
which for © = y = 1/2 gives the force term in the FP-operator.

Using the expressions for the unperturbed Green’s functions, one can calculate
the corresponding nonlinear response functions for any model that is used to describe
the molecular motion. In the following, we will focus on the response to sinusoidal
fields of the form H () = H, cos (wt), for which the various response functions for
times long compared to the initial transients can be written as

xP@) = % [e7 x1 (@) + c.c.]
H3 . .

X(3)(t) — 70 I:eflwtxz('l)(w) + efl3wtx?£3)(w) + C.C.] (35)
H 1 . ‘ ‘

O () = 7o [e—lerSm(w)+e—13wzxs(3>(w)+e—15sz5<5)(w) +C‘C']

where c.c. denotes the complex conjugate.
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4 Results for Simple Models

In this section, the results obtained for the linear and the nonlinear dielectric response
using the stochastic models discussed above in Sect.2 will be presented and dis-
cussed.

4.1 Reorientation Models

Here, we consider the rotational motion of molecules in terms of the simple models
of rotational diffusion and of rotational random jumps. It is important to point out
that no aspect of cooperative motion is incorporated in these models. In this sense,
they do not allow for the treatment of so-called glassy correlations and constitute
models that have been termed as trivial in the context of the nonlinear response of
supercooled liquids [17, 26].

Rotational diffusion

The linear and nonlinear dielectric spectra for the model of isotropic rotational dif-
fusion have been calculated and the corresponding expressions are repeated here
for convenience [25]. We only mention that the method used in Ref. [25] is slightly
different from the time-dependent perturbation theory as outlined above. The results,
however, agree. The calculation using the perturbation theory starts from the FPE,
Eq. (9), with the inclusion of aterm (—M cos 6 - E(t)) coupling to the field. This gives
rise to a decomposition of the FP-operator similar to Eq. (27), L&) () = Lo + VPV (1)
with VD (1) = BME(t)(2cos 8 + sin6dp).
For the linear response, one finds

2

. M
X1,rRp(w) = AXiRrD with Ay rp = ﬂT' (36)

1
1— ia)‘L’l

For the cubic response, we consider the 3w-component, which for this model is given
by

(3 — 17x%) +ix(14 — 6x?)
(1 +x2)(9 +4x2)(1 +9x2)

3 _ sy . _
X3rp(@) = _@,3 M"Sgp(w71) 5 Srp(x) = 37

Here, x = wt) with 1y = 1/(2Dg).
Rotational random jumps

In this case, one has to consider a ME and thus one has to fix the values of © and y in
Eq. (34). Here, we will choose these values according to the following consideration.
The idea underlying the random jump model is that starting from a given orientation
any other orientation can be reached in a single jump, thus completely randomizing
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the distribution of orientations. Therefore, we assume that the same holds for the
dependence of the molecular dipole moment on the orientational degrees of freedom.
Correspondingly, we start with a coupling to the initial orientation (say #) according
to (—E - M cos8) and we average over the orientations that can be reached (say
0"), ((—E - M cos9")). Since (cos8’) = 0, this corresponds to choosing u = 1 and
y = 0 and we will present results for this particular choice.

The linear response is given by the same expression as for the model of rotational
diffusion, Eq. (36), with the replacement 7; = 1/I". Also the third-order response can
be written in a form that is very similar to Eq.(37). However, the spectral function
is quite different and this gives rise to a different behavior.

(2 + 62x%2 — 144x%) —ix(1 — 167x2 + 36x%)
6(1 4 x2)(1 + 4x2)(1 4 9x2)

K@) = *%ﬂ3M4SRJ(w/ ) Sp) =

(38)

with x = w/ I". In the past, experimental results have either been presented in terms

of real and imaginary part of the susceptibility or, alternatively, the modulus and

the phase have been considered. In particular, it has proven meaningful to scale the
modulus by the squared static linear response in the following way:

T

o=

@) (39)

This definition allows to get rid of the trivial temperature dependence of x3, x3 o 3.
Using this, one can write for the two models considered:

3
Xs.7(@) = 35 1S7(@n)| with Z € (RD,RI) (40)

The limiting values are

1
X3 7(w0— 0) = o 41

and for high frequencies both quantities vanish according to

1
40(wty)

X3 rp(w — 00) =~ X3 rj(@ — 00) 42)

1
40((1)1'1 )3 ’
In Fig.2 we show the real and the imaginary part of the cubic response for the two
models considered. It is evident that the behavior of both quantities is somewhat
different from the respective linear response. Apart from an irrelevant overall phase,
the real part is not strictly monotonously changing from the low-frequency limit to the
high frequency limit and also the imaginary part does not show the pure dissipative
behavior of a Debye lineshape (Note that Kramers—Kronig relations do not exist in
the nonlinear regime in general).
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Fig. 2 Real and imaginary
part of the cubic
susceptibility x3(3)(w) for the
models of rotational
diffusion (red lines) and
rotational random jumps
(black lines). The green
dashed lines represent the
linear response (—10x (w))

Fig. 3 Upper panel: X3(w)

for the models of rotational

diffusion (red lines) and

rotational random jumps

(black lines). Lower panel:

Phase 93(w) =

acos(x3”" (@) /x5 (@) (in
3 3

deg.) as a function of

frequency
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The mentioned representation of the modulus is presented in Fig. 3. One can see
that the model of rotational random jumps exhibits a hump located at a frequency
somewhat smaller than the inverse relaxation time, whereas in case of rotational
diffusion a monotonous decay is found from the low-frequency limit X3(0) = 1/20
to the vanishing high-frequency limit. In the interpretation of Refs. [17, 18] the latter
behavior is expected for so-called trivial dynamics without glassy correlations and
the appearance of a hump is an indication of the occurance of such correlations. As
indicated in the Introduction, also models without spatial correlations can give rise to
a hump in X;(w). It is, however, interesting that also X3 for a very simple model for
the rotational motion of molecules shows a hump-like behavior. The phases ¥3(w)
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behave very similar and one cannot extract any significant difference between the
two models.

4.2 ADWP Model

Performing the same calculation as for the reorientational models using Eq. (15) for
the field-free Green’s function, Eq. (15), one finds for the linear response:

2

where Axj apwp = B(AM?) = BMT (1-92)

(43)
where again § = tanh(8A /2) and t~! = 2W cosh(B8A /2) (Note that A X1, ADWP
differs by a factor 1/2 from the definition of xpwp in Ref. [44]). A x1 apwp is of
course the same expectation value, (AM 2), as in the expression for the two-time
correlation function, Eq. (16). The spectral shape of x; apwp(®) is identical to that
of the reorientational models. The amplitude, however, shows an extra temperature
dependence that is determined by the value of the asymmetry, cf. Fig. 4. For increas-
ing A the low-temperature limit approaches zero. In case of vanishing asymmetry,
the linear susceptibility is not distinguishable from the corresponding ones for the
reorientational models.

For the higher order response functions one has to choose the values of y and
. However, as we have only two states and correspondingly there exists only a
single destination state for each transition, this choice is irrelevant and the results
all coincide provided that the detailed balance condition y 4+ n = 1 is fulfilled. In a
straightforward calculation, one finds [27]:

X1,ADWP(®) = AX| ADWP -
1 —iwt

M4
X3 apwp (@) = %ﬁ (1 — 8) S5 apwr(@7) (44)

Also in this case, the spectral function only depends on the product x = wt and is
given by

Fig. 4 Relative amplitude of
the linear susceptibility,
Ax1,ADwpP/AX1RD as a
function of temperature for
different values of the
asymmetry; A = 0: black,

A = 0.2: blue, A =0.5:
green, A = 1.0: red,

A = 2.0: cyan

Ax1,apwp/AX1,RD
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_ 5 (1 —11x%) +i6x(1 —x%)  2(5x*> = 1) +i3x(x%> —3)

Ssapwe () = O T 4y (1 £ 922) 6(1 +x?)(1 + 9x?)

In the following, we will consider X3 (w) according to Eq. (39). This quantity is given
by, cf. Egs. (43) and (44):

9 | S3.apwp(@7)|

20 (1-242) @

X3, apwp(@) =

The limiting values for small and large frequencies are determined by the corre-
sponding limits of S3 spwp(w7) and thus, one has

382 1
x3 x|

(46)
Before discussing the frequency dependence of X3 spwp(w), it is instructive to con-
sider X3 Apwp(0). This quantity is plotted as a function of temperature in Fig. 5. The
following features are evident immediately. For small A, X3 apwp(0) — 3/20 and
for large A one has X3 opwp(0) — oo. This behavior is reflected in Fig. 5 for small
temperatures (large § and thus large BA) where X3 opwp(0) becomes very large.
Additionally, for finite values of the asymmetry, X3 apwp(0) approaches the limit-
ing value 3/20 for high temperatures (8 — 0). The drop to zero of X3 aApwp(0) is
determined by the condition |382 - 1| = 0 and therefore defines the characteristic
temperature

3 (382 — 1 1

X3 apwp(0) = ZOW i X3apwp(w — 00) m

A

T = ~ 0.76A. 47
T IE+ D/E - D] @n

The fact that X3 opwp(0) vanishes at 73 has a strong impact on the behavior of its
frequency dependence [27].

As a function of frequency, a hump-like behavior is observed in a certain temper-
ature regime around 73, as shown in Fig. 6. The existence of the hump-like structure
is determined by X3 sopwp(0) and for temperatures much lower or much higher than
T5 only trivial behavior as for the model of rotational diffusion is observed. This fact

Fig. 5 Relative amplitude of
the cubic susceptibility,
X3,Apwp(0)/ X3 rD(0) as a
function of temperature for
different values of the
asymmetry; A = 0: black,

A = 0.2: blue, A =0.5:
green, A = 1.0: red,

A =2.0: cyan

X3,.4pwp(0)/ X3 rp(0)
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Fig. 6 X3 apwp(w) for A = 1 as a function of frequency for different temperatures as indicated in
the upper panel. The full red line represents X3 ry(w) and the dashed red line X3 rp (@), cf. Fig. 3.
The inset in the upper panel shows the ratio between the maximum value of X3 aApwp(®) and its
zero-frequency limit, X ;‘f‘X‘DWP(w) / X3.Apwp(0) as a function of temperature. In the lower panel
the same data are plotted on a logarithmic scale. The black dashed line has slope 1/w

is quantified in the inset of the upper panel in Fig. 6, where X3\ hwp(@)/ X3 apwp(0)
is plotted as a function of temperature. In supercooled liquids it is observed that the
height of the peak decreases with increasing temperature [17]. In the ADWP model,
this is true only for T > T3, while for T < T3 the height increases with temperature.
For vanishing asymmetry, the hump disappears completely and X3 apwp(w) is very
similar to the corresponding quantity for reorientational motions. At high frequen-
cies, X3 apwp (w) behaves as that obtained for the model of rotational random jumps,
cf. Eq. (46). This equation also shows that the high-frequency behavior depends on
the value of A and the temperature, cf. Fig. 7. It is observed that for small values of
(BA) the high frequency behavior is very similar to that obtained for the model of
rotational random jumps. For large (8A) one finds a crossover from the behavior of
X3 rp(w) to X3 rj(w) around wt ~ 1. It should, however, be kept in mind that for
8 — 1 the cubic susceptibility vanishes completely [and X3 apwp(w) diverges due
to the denominator (1 — 82) in Eq. (45)].

In the present chapter, we do not discuss the frequency dependence of the 1w-
component of the third-order response and only mention that this behaves very similar
to the 3w-component, for details we refer to Ref. [27].

Fifth-order response

For the ADWP model, in addition to the third-order response we present the results
for the 5w-component of the fifth-order response, Xj(,S/)\DWP(w)' The calculation is
performed in the same way as in case of the linear response and the cubic response
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10° E 3

X3(w)/X5(0)

Fig. 7 X3(w)/X3(0) as a function of frequency for different values of the asymmetry for
T = 1. black: A =0, blue: A =1, green: A =2, cyan: A = 5, magenta: A = 10. The full red
line represents X3 ry(w)/ X3 ry(0) and the dashed red line X3 rp (@) X3 rp(0)

with the result [28]:

M6
X5 Apwe (@) = (m) B>(1 = 8%)S5 pwe(@T) (48)

where the isotropic average has been performed and the spectral function is given by

S5 Apwp(x) = BN {2 — 1587 + 156%) — 5(6 — 15587 + 2558")x?
+2(—612 + 344587 4 20555)x*
—20(176 + 8656%)x° + 3072x"} (49)
+#’Ex) [(11 = 1048% + 1208*) + 10(17 4 45> — 1808*)x>
+(—293 + 94245% + 96054 x*
—20(157 + 1606%)x° + 192x*}
N(x) = (14 x3) (1 +4x3) (1 +9x3) (1 + 16x?)(1 + 25x%). (50)

Also in this case of the fifth-order response, the scaled modulus

5
XS Xpwp (@)

_ 51
B*(Ax1,apwp)? B9

X5, apwp(@) =

can be considered in order to get rid of the trivial temperature dependence ( XS(S) ~
B°). We start the discussion of X5 by considering the limits

9 |2—156% + 156 9 1

X5,apwp(0) = 560 (1-52)72 ;. X5, Apwp(® — o0) = 2240001 — 82 x° (52)
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Fig. 8 X5 Apwp(0) as a E
function of temperature for 10"
different values of the S
asymmetry; green: A = 0.5, ; 10
black: A =1, blue: A =2 3 10"k
<
X107
10°
Fig. 9 TSXS(?ADWP(&)) asa S L
function of frequency for b
different values of the |
asymmetry as indicated. The
black lines represent the real
part and the red lines the
imaginary part. Full lines 3
correspond to 7 = 1 and e
dashed linesto T = T5 4 E b
(Figure adopted from Ref. %
[28]) =
&~ i
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The zero-frequency limit is shown in Fig. 8 for different values of the asymmetry as
afunction of temperature. It is obvious that X5 spwp(0) vanishes at two characteristic
temperatures that are given by

A 15 £ /105
with Za/b =\ =~ (53)
In[(1 4+ za/p) /(1 = zap)]

Ts.urp =
Siafb 30

which yields
Ts., =~ 0.32A  with TS;b ~ 1.19A. 54

The frequency dependence of the real and the imaginary part of XS(?/)\DWP (w) are
displayed for some values of the asymmetry in Fig.9. It is obvious that the overall
behavior of both, the real and the imaginary part, is comparable to the corresponding
third-order quantities, cf. Fig.2. It is clear that also the fifth-order susceptibility
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for A =0 does not display a temperature dependence apart from the one of the
relaxation time t = 1/(2W), cf. Eq.(15). The modulus Xs apwp(®) is shown in
Fig. 10 on a logarithmic scale. The temperature ranges encircled are centered around
the two characteristic temperatures Ts., >~ 0.32 and Ts., >~ 1.19. It is obvious that
for temperatures near to 75,/ a hump-like behavior is found, but not for higher or
lower temperatures. The behavior in the range of the characteristic temperatures is
similar to what is observed for the third-order response around 75. However, as is
shown by the black line in Fig. 10, for 7 = T3 only trivial behavior is observed for
X5 apwp ().

The temperature dependence of the relative maximum in X5 apwp(®) is shown in
Fig. 11 and compared to that of X3 spwp(w). From this plot it can be seen that there
is no hump in X5 near 73 and no hump in X3 near 75 , . This means, as a function of
temperature one expects to observe a peak in X5 at low temperatures (around 75 ,)
the height of which first increases, then shows a maximum and decreases again. In
X3 only trivial behavior is observed in this temperature regime. Next, around 73 this
behavior is found in X3 and no peak occurs in Xs. Only for still higher temperatures,
X5 exhibits a hump-like behavior in the regime around 75 j,.

X5, apwp(w)

wT

Fig. 10 X5 apwp(w) as a function of frequency for A = 1. The circles indicate the temperature
ranges around Ts., (blue) and T5.; (green). For these temperatures Xs apwp(w) is plotted in bold
red. Full lines represent temperatures higher than 75/, and dashed lines lower temperatures. The
bold black line is X5 apwp(w) for T = T3 (Figure adopted from Ref. [28])

Fig. 11 Relative height of S T T T
the hump, S ok ]
X pwp @)/ Xk, apwp(0), 3
as a function of temperature < Lf 1
for A = 1. k = 3 (blue line, X 10°F032 | 076 119
T5 =~ 0.76) or k = 5 (red line 3 i ]
Ts., >~ 0.32 and L0 3
Ts., ~ 1.19) (Figure 45 i ]
adopted from Ref. [28]) E; 10" — . . . : .

0.0 0.5 1.0 1.5
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4.3 Gaussian Trap Model

In the calculation of the response for this model, it will be assumed that the coupling
to the field takes place in the usual manner, i.e., via a reduction in the energy due
to the alignment of the moments in the field, e (E) = € — M (¢) - E(¢). In addition,
the explicit functional form of the variable M (¢) has to be fixed as this defines the
particular version of the model. Here we use an Arrhenius-like dependence on the
trap energies [56]:

(M(€)*) = e (55)

where 7 is arbitrary and we set M?> = 1. Forn = 0, (M?) is temperature-independent
as in case of the models of reorientational motions discussed above.

One important reason for the particular choice (55) is that the spectral shape of
the linear response is unaffected by this because it is given by (using y 4+ u = 1):

e K (€)
xior(w) =B /dép(é) M) ———— (56)

k(e) —iw

If one now uses the relation

/ dep(e)depe <) _ spo / depleya—<19__

k(e) —iw k(€) —iw,
with the scaled frequency w, = we"*” one finds

K€ n
xer(@) = Axier /dep(e)eq(—). with Axigr = pe” = 7",
' ' k() —iw, ’

(57)

Thus, the static susceptibility A x; 7 strongly depends on the choice of n and the
factor e~ #°* becomes only temperature independent for n = 0 and for n = —2.
For a further discussion of the properties of the linear susceptibility we refer to Ref.
[27]. We only mention that x| g7 (w) is basically independent of the choice of n and
that x' ;7 (@) broadens with decreasing temperature meaning that time—temperature
superposition is not obeyed in the Gaussian trap model.

In the calculation of the nonlinear response functions, we have to fix the values of
y and p in Eq. (34). Due to the fact that we consider a thermally activated escape from
the initial trap of any transition with randomly chosen destination state, we assume
w = 1 and y = 0 as in the case of rotational random jumps. We note, however, that
the results for the third-order response do not strongly depend on this particular
choice [27].

We will not discuss the details of the calculations of the higher order response
functions. Here, it suffices to mention that in the computation of ng}T (w) the

fourth moment (M (e1) M (e2) M (e3) M (¢4)) and in case of Xs(,sg;r (w) the sixth moment
(M (€;)M (€)M (e3) M (e4) M (€5) M (€6)) have to be calculated. For these moments a
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Gaussian factorization approximation was applied. This appears meaningful in terms
of the physical properties of the model, it is however unclear how correlations will
modify the results. For more details concerning the actual calculations and for the
analytical expressions for the response functions we refer to Refs. [27, 28].

The nonlinear susceptibilities for n = 0 are shown as a function of frequency in
Fig. 12. It is apparent that both, the real and the imaginary part of the susceptibilities
vanish at low frequency. This can be understood from the analytic expressions for
the corresponding limits. From Fig. 12 it is clear that a hump-like behavior is to be
expected for the moduli. These quantities are plotted in Fig. 13, from which it is
clear that there is a hump in both, the third-order and the fifth-order scaled modulus.
The temperature dependence of the height of the peaks, however, is opposite to
what is observed experimentally. The height increases with increasing temperature.
Depending on the value of the model parameter n, different temperature dependencies
for the maximum height of the hump are observed. This is shown for some examples
in Fig. 14. It is obvious that for some values one observes a hump with a decreasing
height as a function of temperature and for other values one has either a nearly
temperature-independent behavior or an increase with temperature. This means, that
calculations employing a simple mean-field like model like the Gaussian trap model
considered here yield a rich scenario with very different results. A direct comparison
between the height of the humps in X3 and X5 does not show the X5 ~ X % behavior
expected for the model of correlated domains [26].

Fig. 12 T3 X;?();T(w) (upper

panel) and T X5(,5<);T (w)
(lower panel) as a function of
frequency forn =0, i.e.,
energy-independent
variables. The black lines
represent the real part and
the red lines the imaginary
part. The relaxation time is
given by teq = [dtCy (1) =
KO_CIeG/Z)/SZ"2 (Figure
adopted from Ref. [28])

10° 10" 10* 10
wTeq
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Fig. 13 X3 g7 () (upper 0.08 [T
panel) and X5 g (w) (lower e | ]
panel) as a function of —~ 0.06
frequency for n = 0 and for % L
T=030toT =0 as o 0.04
indicated by the arrows. The b 0.02 I
inset in the lower panel |
shows the temperature 0.00
dependence of the height of
the hump with that of X5 0.08 AR oos 1 ]
given by the full line and that L
of X3 by the dashed lines < 0.06
(Figure adopted from Ref. = r
[28]) E 0.04 I
> 0.02
0.00
Fig. 14 X", for different T T T T T
values of n as a function of P\ ]
temperature. Full lines 5 10 F n=—1 3
represent the fifth-order and N %
dashed lines the third-order 53 1 o 3
hump maxima. Upper panel: < b N ]
n = —1 and X3¢ for 01 F =0 imriccsssscseeseeend
comparison. Lower panel: ]
n = —4 (red lines) and 04 0.6 0.8 1.0 1.2 14
n = 1 (black lines)
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5 Conclusions

In order to gain a deeper understanding of the information content of nonlinear
dielectric response functions it is necessary to consider explicit models for the reori-
entational motion and the relaxation in the systems considered. The reason for this
necessity lies in the fact that no analogue exists to the well-known fluctuation dissi-
pation theorem holding for linear response functions. Therefore, nonlinear response
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functions cannot be related to equilibrium (multi-time) correlation functions in gen-
eral and must be computed separately for each model considered.

In the present chapter, we reviewed the results of such calculations for models
with a dynamics that can be viewed as Markovian. In this case, the time evolution of
dynamic variables is governed by a ME for the corresponding probabilities. Response
functions then are calculated as expectation values of the relevant (dipole) moments
and time-dependent perturbation theory for the corresponding Green’s functions is
used to obtain the results in the desired order in the external electric field. In these
calculations, the dependence of the transition rates on the field has to be fixed. A
quite general model is provided by assuming an exponential dependence that can be
motivated by the fact that the Boltzmann factors are modified due to the contribution
of the dipole energy. In case of diffusive dynamics, the ME turns into a FPE and the
exponential field dependence gives the corresponding force term in the FP-operator.

The important experimental observation of a hump in the nonlinear susceptibility
of some glass-forming liquids has been interpreted in terms of the existence and
the growth of amorphous order. The calculations using stochastic models for the
reorientational motion of molecules presented in the present chapter show that it is
possible to observe a hump-like behavior in case of rotational random jumps if it
assumed that the field couples to the initial orientation of a transition. However, the
height of the observed peak is temperature independent for this model. If on the other
hand rotational diffusion is used as a model for molecular reorientations, only trivial
behavior is observed.

Some further calculations have been performed that also exhibit a hump without
any glassy correlations. If the model of reorientations in an asymmetric double-well
potential is considered the observed decrease of the height of the hump with increas-
ing temperature in X3 is found for temperatures above 73. However, taking into
account X5 one has to assume that the relevant temperature regime is above Ts.;. For
these temperatures, however, X3 only shows trivial behavior. Therefore, it appears
that such a model cannot be used for the interpretation of experimental results. We
have furthermore shown that also trap models that show some features of glassy
relaxation can yield hump-like shapes for the third-order and fifth-order moduli for
some values of the model parameters. It is possible to obtain different temperature
dependencies of the heights, but in most cases the experimentally determined rela-
tions between X3 and X5 seems not to be observed.

In conclusion, it appears that measurements of different higher order nonlinear
response functions are helpful to discriminate among various models for the relax-
ational processes in supercooled liquids and glasses.
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Effects of Strong Static Fields on the )
Dielectric Relaxation of Supercooled L
Liquids

Ranko Richert

Abstract When large DC-bias fields are applied to polar dielectric liquids, the ori-
entational polarization of dipoles will lead to a considerable macroscopic dipole
moment of the sample. In this situation, the dielectric relaxation behavior probed by
a small amplitude AC-field superimposed onto the large DC-field will differ from
the zero-bias field limit. This chapter summarizes the experimental approaches to
dielectric spectroscopy in the presence of a large amplitude static field and the find-
ings from such experiments. Only nonlinear effects that are completely reversible
will be addressed, focusing on glass forming materials, as systems near their glass
transition turn out to be particularly sensitive to external fields. The relation to third
harmonic responses obtained from AC-fields is briefly discussed.

1 Introduction

Dielectric material properties are characterized by the dielectric constant ¢ or the
dielectric susceptibility x = ¢ — 1. These quantities are defined by the respective
constitutive equations, D = ggoE or P = x¢&oE, where E is the external electric
field, D is the dielectric displacement, P is the polarization, and &y = 8.854 x 10712
AsV~!m~! represents the permittivity of vacuum [1]. Here, the susceptibility x is
meant to be a constant, implying that P (and likewise D) is proportional to the field E.
For a considerable range of fields, this proportionality can be verified by experiment.
However, if very large fields are applied or if polarization is detected with very high
resolution, deviations from this linear behavior can be observed [2].

The above constitutive equations reflect steady-state quantities, equivalent to the
limit of zero frequency. A much more complete characterization of a dielectric is
obtained via broadband dielectric spectroscopy, i.e., with frequency as an additional
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L’ structural
g recovery

field E

E(t)= E, + E,sin(@?)

Fig. 1 Linear (dashed) and nonlinear (solid) relation in a P versus E representation. Oscillating
curves represent fields E(7) and the resulting responses P(¢) for the case of a high DC-bias field,
E. Here, the slope that defines ‘x’ represents the derivative dP/0E = g¢ x (w, Ep, tur) at a certain
temperature and pressure, where the quantity rgr is the time for which the system has been exposed
to the high field. With increasing tyr, structural recovery lets the system approach equilibrium with
the high field

variable to obtain a spectrum & (w) = &’ (w) — ie” (w) [3, 4]. In order to measure
a dielectric spectrum in the presence of a high DC-bias field, the typical approach
is to superpose a large static field (Ep) and a small amplitude (E,) oscillatory field,
such that E (t) = Eg + Eysin (wt) with Ej itself being within the linear response
regime. This will lead to a polarization P (t) = Pg + Py (), where the oscillating
component, Py(t), can be used to obtain the permittivity £ () in the presence of the
bias field. This situation is outlined schematically in a P versus E diagram in Fig. 1.
Only for small DC-fields one can expect that the dielectric relaxation spectrum is
independent of Ep.

The following section will outline the experimental techniques used to measure
dielectric relaxation spectra for samples subject to a large DC-bias field. Experimental
findings and a discussion of their explanations will be subdivided in the following
manner. First, only those features will be addressed in which the system is in the
steady state in the sense that the material is in equilibrium with the external electric
field. This part is subdivided into nonlinear effects for which the dielectric relaxation
amplitude is affected and those for which the relaxation time constant changes with
the DC-field. This division is based upon the phenomenology of the effect and thus
somewhat arbitrary, and the separate discussion is not meant to imply that these
are independent effects. A subsequent section will then address the time scales the
sample requires to achieve equilibrium with the field, a process we will refer to as
structural recovery, due to its analogy to physical aging [5].
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2 Experimental Approaches

2.1 Observations in the Stationary Limit

Both a high DC-bias voltage (V) and a small electrode separation (d) work in favor
of a high field E = V/d. High fields that exceed the dielectric strength (breakdown
field) of either the sample or the insulator used as electrode spacer can result in the
destruction of the sample, the spacers, the electrodes, as well as the detection circuitry
involved in the permittivity experiments. Therefore, protective measures should be in
place to avoid the consequences of material failure. Typical spacer polymers used in
disk geometries are polytetrafluorethylene (Teflon, PTFE) and polyimide (Kapton),
with dielectric strengths of 180 and 220 kV/cm at ambient conditions, respectively
[6].

Unless the capacitor electrode geometry is extremely rigid, the electrostrictive
force resulting from a high DC-field can cause an apparent change in the permittivity
[7, 8]. For a disk capacitor geometry with surface area A and separation d, the
electrostrictive force amounts to F = &,60AE% / 2. Assuming electrode spacers
with the total surface area a and Young’s modulus Y, this force can lead to a relative
distance change as large as A Ind = —&,60AE% / (4aY). Accounting for the rigidity
of the sample itself will reduce the effect further. This contribution to the field induced
change of permittivity must be minimized or corrected for in order to obtain the true
field effect on the sample. Under typical conditions, this effect is relatively small
compared with other sources of nonlinear effects [9].

Common to practically all dielectric methods involving high DC-fields is the
limited time for which the high field is applied. The main concerns associated with
long time exposure to a DC-field are the effects of Joule heating and electrode
polarization. Most samples studied by dielectric techniques display DC-conductivity
quantified by o4, which arises from the drift of unbound charges in the presence
of an electric field. Exposure to a high field leads to the introduction of heat via
the power density given by p = jE = o4.E?. The amount ¢ of heat added to the
system then increases linearly with time, ¢ = p x ¢. The impact of Joule heating
on the temperature of the sample greatly depends on the rate of heat loss to the
electrodes, which often act as ‘infinite’ heat sinks relative to the small heat capacity
of the sample. Assuming constant electrode temperatures, the average temperature
increase within the sample amounts to AT, = pd?/(12«). Therefore, for a given
power density p, the Joule heating effect on T is increased linearly with the power p,
quadratically with electrode separation d, and reduced with thermal conductivity «.

In addition to Joule heating, there is a transient heating effect that results from
the field step when the electric field is changed from zero to a level of Ep for a
polar material [10—12]. This electrocaloric effect originates from the entropy density
change, Ags, that results from applying the field, which can be estimated using the
relation Ags = 80(885/8T)Eé/2 [1, 13], where the slope (d¢4/dT) is negative for most
materials. In an adiabatic situation, or similarly for very short times, the tempera-
ture increase would amount to AT = —T Ags/(pC,), where pC,, is the volumetric
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heat capacity. This value for AT can serve as upper bound for nonadiabatic condi-
tions. When the field is removed, the sample is cooled by the depolarization-induced
entropy increase. Both power transients (field on, field off) will last for approximately
the dielectric relaxation time of the system [12]. Obviously, this effect will not be
influenced by the duration of how long the field is being applied.

In the long time limit, the current associated with DC-conductivity cannot be
sustained because most electrodes (metals with electronic conduction mechanism)
create blocking conditions with respect to the migration of ions. As a result, a DC-
field will eventually lead to electrode polarization, i.e., a space charge build-up near
the sample/electrode interfaces [14]. This space charge will counteract the charges
that create the external electric field, so that the sample interior will be subject to a
net field that is diminished relative to the externally applied field, Eg = V/d, and
the nonlinear effects will decline accordingly.

Regarding the timing of applying the bias field and collecting permittivity data
from an additional small signal oscillating field, the bottom line of the above consid-
erations is as follows. Subsequent to switching on the bias field, stationary conditions
will not be achieved until the polarization response to the field step, the entropy heat-
ing transient, and the sample equilibrating with the new field all have completed.
Data collection should begin only after steady state with respect to these processes
has been achieved, but prior to changes that may result from Joule heating or elec-
trode polarization. Several different experimental approaches to measuring DC-field
nonlinear dielectric effects in the stationary limit have been described in the literature
[15-21].

2.2 Time-Resolved Experiments

When a small field step is applied to a depolarized sample, the polarization builds
up in a retarded fashion. If this polarization is within the regime of linear response,
then the parameters characterizing the relaxation amplitude Ae = &5 — €4 and
the relaxation time 7p are not affected by the presence of the field. A sufficiently
large electric DC-field, however, leads to changes in the relaxation parameters (Ag,
Tp) and these quantities require some time to achieve their steady-state level. This
process is analogous to the physical aging that occurs following a temperature step
of considerable magnitude, and it is thus reasonable to adapt the term ‘structural
recovery’ for the approach of nonlinear dielectric effects to their stationary levels [22].

Experimental techniques that are meant to record the evolution of nonlinear effects
as a function of time generally fall into two categories. If one period of the applied
frequency is very short compared with the desired time resolution, then permittivity
can be obtained virtually in real time while the system is approaching the steady-
state behavior. Equipment designed to achieve this with very high resolution has
been described by Gérny et al. [17].

An alternative technique is required when the aim is to obtain permittivity for
each period of the applied field, i.e., with a time resolution of 2rw/w, where w is
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the frequency of the oscillating field component [21]. In such a case, a smaller
number of periods of the AC-signal fill the time, fyp, that the high field is applied,
with typ/(27/w) ~ 10-1000. This situation facilitates recording the voltage (V) and
current (/) traces as a function of time before and after the DC-field step-up or step-
down, ideally with a density of at least a few 100 points per period. A schematic
outline of the field protocol involved is presented in Fig. 2. Then, these curves are
analyzed by subjecting the signal W(¢) of interest, current /(¢), or voltage V(¢), to a
period-by-period Fourier analysis, using

t+27 [ w

V() = — / sin (wt') W (1) dt’, (la)
27 w

V' () = — cos (wt') W (¢') dr’, (1b)

t

where ¢ would progress in increments of 27/w. The quantities W' and W” respec-
tively denote the in-phase and out-of-phase amplitudes of the oscillating signal at
the fundamental frequency. For each period, the signal amplitude is obtained by
AW = /W2 + W and its phase by ¢*) = arctan (¥’ / W"). From these values
for current (¥ = I) and voltage (¥ = V), the time-dependent analogs of &’ and &”
can be obtained via

., ADsinAg , AP cosAg
=—~ " £ = —Zvme @)
WAV Cyeo WAV Cye
where Ap = | — ¢V)| and with Cye, = £9A/d representing the geometric capac-
itance. Strictly speaking, susceptibility x as well as related quantities such as ¢’ and
" are correctly defined only for stationary conditions.

As indicated in Fig. 2, both field steps, on and off, lead to a current response that
hampers the Fourier analysis of the first periods after a field step. Since the field
step response lasts for about the structural relaxation time of the system, the periods
affected by the step response are those during which the time dependence of interest
occurs. A remedy to this problem is to record the signals again, but with the polarity
of the DC-field inverted, and then compute the average of the two results. In that
manner, the entire dataset can be subjected to Fourier analysis.

3 Nonlinear Effects in the Stationary Limit

This section deals with results obtained in the stationary limit, i.e., those for which
the sample is in equilibrium with both the small amplitude AC-field component and,
more importantly, with the strong DC-field. As will be discussed in more detail further
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B zero bias | high bias field | zero bias

electric field
E(t)

current density
t)

Fig. 2 Field protocols for the time-resolved experimental approaches to nonlinear effects. Low
amplitude AC-fields before and after the positive or negative DC-bias interval facilitate probing the
low field limit of x and the decay of the nonlinear effect. Averaging over positive and negative going
DC-field steps facilitates the elimination of the step response, so that the odd Fourier components
can be obtained even for times for which the step response would otherwise distort the oscillatory
signal

below, it can take a time that is approximately equal to the structural relaxation time
before the nonlinear effect has approached its steady-state value. A schematic and
simplified view of how the permittivity is expected to be modified by a large DC-field
is depicted in Fig. 3, albeit using exaggerated changes in both the amplitude and the
time constant between the low and high field cases. While this approach is one out of
many different routes to quantifying nonlinear dielectric behavior, the basis for Fig. 3
is to approximate the field-induced changes in the dielectric relaxation in terms of
the two parameters (Ae, 7,) that are most sensitive to a DC electric field in the case
of polar liquids. For a more detailed description, changes in the shape parameters
of the loss profile and higher Fourier components of the dielectric response may be
required.

3.1 Field-Induced Changes in Relaxation Amplitude

Inapolarliquid, a considerable contribution to polarization can be due to orientational
polarizability (c,;) of molecular dipoles, while the electronic polarizability (o) is
small by comparison. For noninteracting dipoles with moments , the polarization
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Fig. 3 a Calculated dielectric storage (g/,) and loss (g],) components for a HN-type system (TaN
=1s,apyNn = 1, and ygn = 0.5) representing the low field limit (‘lo’). The high field counterparts
(Sﬁp sl;’i) are based on the same parameters but with smaller Ae and larger tyn to model the
saturation and electrorheological effect, respectively. Curves are shown on a reduced frequency
scale, w/wmax, Where wmax is the loss peak frequency in the low field limit. b The field-induced

change of the dielectric loss, (ep; — €], )/¢]., relative to the low field limit, (¢},). The curve is based

on the loss data shown in panel (a), where the changes are strongly exaggerated compared with
typical experiments

P & (ae + aor) E can be expressed in terms of the average of the cosine of the
angle 0 between dipole moment and field direction, P o ae E + w (cos8) [3, 4].
At very small fields, the value of (cos6) increases linearly with the field, but it
can not exceed unity, because (cos#) = 1 corresponds to the situation in which all
dipoles are perfectly aligned with the field, and a further increase of E will not lead
to additional polarization. This implies that the practically linear relation between P
and E will have to break down for sufficiently high fields, leading to a reduction of
the susceptibility x in the relation P = ye&oE.

This above notion of nonlinear behavior can be quantified by requiring that the
equilibrium distribution of dipole orientations corresponds to maximal entropy at a
given temperature 7. For noninteracting dipoles, the value of (cos @) as a function
of field E and temperature T is given by [23, 24]
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[[ cos 6 erE cos6/kT 4y
4

JI eHE cosO/kT Q)
4

(cos ) = = cotanh (a) — é =L (a). 3)

Here, L(a) represents the Langevin function and its argument a is defined as a
= wE/kgT. The dependence of (cos @) on the field can be approximated by

L(a)wla—ia%ias—iau... (4)
3 45 945 9450 ’

The recognition of this feature has led Debye to state: “Here we see that the
mean moment is not a linear function for large values of the argument, and for such
values the dielectric constant would not be a true constant but would depend upon
the field intensity” [25]. It is important to realize that the quantitative treatment of
the saturation effect of Eq. (4) is valid only for noninteracting dipoles.

For the more general case of a polar liquid, a description of steady-state polariza-
tion that includes nonlinear terms would read

P
e_:XE+X(3)E3+X(S)E5+X(7)E7+-~-, (5)
0

where E represents a static field. In practice, the susceptibility in the presence of a
high DC-bias field would be determined by a small amplitude oscillatory field, i.e.,
using E (t) = Ep + Epsin (wt) with Eg < Ep. Provided that the amplitude E| is
sufficiently small, the polarization would display two Fourier components, a static
level (Py) and another component (P;) that oscillates at a frequency w [26]:

ﬁo A(3) =2
_— = E s 6a
coEp Xo B (6a)
ﬁl (0)) ~ ~(3,dc
— =" (@) + 2 (w) E3. (6b)
eoEy

Higher order Fourier components will emerge only when Ej is large enough to
pick up the curvature of P(E) at the high DC-fields. The quantities X/En) represent
contributions from the nth power of the field in the kth Fourier component, where x (11)
is usually written as x. There is no simple connection among the values of X,({”) for a
given material, and for higher fields additional terms such as Xf) may be required.

In order to study the impact of a large DC-bias electric field on the dielectric
constant (&) or the relaxation amplitude (Ag), it is sufficient to measure the effect
of Ep at a single frequency w positioned within the low-frequency plateau of &'(w).
Because electronic polarizability and thus &,, (*n?) is very insensitive to the field
magnitude, the field effect on Ae and on ¢; are usually equivalent. In a first approx-
imation, deviations from the low field limit depend quadratically on the field, so
that the Piekara factor, Age; / E? or (ehi — €10) / E?, is a useful metric of nonlinear
dielectric effects [27], where e; and €}, denote the high and low field values, respec-
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Fig. 4 Frequency dependent T T T
real part of permittivity,
£/—&x0, for 200¢
(8)-(-)-methoxy-PC at T’
=202 K for a high bias field S-methoxy-PC
of Ep = 114 kV/cm (so?id T=202K
symbols) and for zero bias w? v =100 Hz
(open symbols). At low I X
frequencies, the w 100 n
field-induced reduction of
Ag amounts to 5%. Data 80} ——E_ =0
from Ref. [57] +EB= 114 kV/cm

60}

10° 10’ 10?

tively. Relative changes of the dielectric relaxation amplitude have also be used to
report field effects, derived either from the real or imaginary contribution to permit-
tivity at a given frequency, (f; — &1,) / (6], — €x0) or (&f; — &1) / &ft,, respectively.
As long as Ej is within the low field limit regime and no other source of nonlinear
behavior is present, a frequency dependence is not expected.

This saturation effect has been verified experimentally for numerous liquids,
including diethyl ether, for which Herweg has reported a reduction of the dielectric
constant with the field as early as 1920 [2]. Typical field induced relative changes
of Ae amount to about 1% for polar liquids at fields of the order of few hundred
kV/cm. A large number of materials has been characterized in terms of the dielectric
saturation effect [2, 28-32] and various theories have been developed to rational-
ize saturation in condensed dipole systems such as liquids [33—-40]. An example of
a strong saturation effect is shown for a highly polar supercooled liquid in Fig. 4,
revealing a reduction of 5% of Ae¢ at a field only Eg = 114 kV/cm.

In the 1930s, it has been discovered by Piekara and Piekara that the dielectric
constant can increase by virtue of a large electric field [28]. This was observed for
a composition series involving benzene and nitrobenzene. While the benzene-rich
mixture displayed the negative values for Age that are typical of saturation, the sign
of Age changed to positive when the mixture was high in nitrobenzene content.
This nonlinear dielectric effect has been labeled as ‘negative saturation’, but the
present term ‘chemical effect’ is more appropriate, as it reflects better the origin of
this increase of the dielectric constant [41]. Very generally, whenever molecular or
supramolecular structures with different net dipole moments coexist in thermody-
namic equilibrium in the liquid, an electric field will generate a preference for the
more polar species [42]. In order to lead to a net positive change in Ag, the field must
increase the dielectric constant by more than the saturation that will occur inevitably
at the same time.
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A variety of mechanisms can be envisioned that give rise to such chemical effects.
The structure of molecules with intramolecular degrees of freedom can be altered
toward a higher molecular dipole moment, or two isomers with different dipole
moment may coexist in dynamic equilibrium. Small effects could result from align-
ing the axes of highest electronic polarizability with the electric field, analogous to
the Kerr effect. Larger field induced effects are possible when different supramolec-
ular structures are in thermodynamic equilibrium. Even if the molecular dipole
moment remains virtually unaltered, distinct supramolecular structures can differ
in their effective dipole moment via differences in their Kirkwood correlation fac-
tors [43-46].

Correlation in the orientation of dipoles can influence the dielectric constant con-
siderably, even at a constant dipole density. This feature is captured in the Kirk-
wood-Frohlich equation [1, 3, 5, 8],

(6 — €00) 285 +8x)  pNap®
&5 (€0 +2)° O%kgTeoM

X 8K, @)

where €, and ¢, are the dielectric constants in the limits of low and high frequency,
respectively. In Eq. (7), Na is Avogadro’s constant, p is the density, M is the molar
mass, kp is Boltzmann’s constant, and &, represents the permittivity of vacuum. The
correlation factor gk in Eq. (7) is often expressed in terms of the average dipole
orientation of the z neighboring dipoles, gk = 1 + z (cos8), and it can be viewed
as rescaling the squared molecular dipole moment, 112, to an effective value, ,ugff =
w?gk. Depending on the supramolecular structure of the system, fif can turn out
larger or smaller than p itself, depending on whether gk is larger or smaller than
unity. Values of gk > 1 indicate more parallel alignment of dipoles, whereas gg < 1
reflects antiparallel dipoles [47].

Electrostatic interactions among dipoles can lead to departures of gx from unity,
but stronger effects can be expected when orientational correlations result from cova-
lent bonds (as in polymers) or from hydrogen bonds as in alcohols. In particular,
monohydric alcohols can display a considerable range of gx values [48], from 0.1
to 4.2 within a series of octanol isomers [45—47]. The case gx = 0.1 is understood
as indicating mainly ring-like structures stabilized by hydrogen bonds, in which
dipoles cancel effectively. The other extreme, gx = 4.2, would suggest a preference
for hydrogen-bonded chains in which dipole moments are enhanced by a more par-
allel alignment. In the context of the chemical effect as a nonlinear dielectric feature,
of particular interest are those monohydric alcohols in which ring and chain-like
structures coexist in a dynamic equilibrium [45-47].

The compound 5-methyl-3-heptanol (SM3H) is a monohydric alcohol case where
the value of gk changes from 1.5 to 0.5 in a matter of a 20 K temperature increase
in the viscous regime above the glass transition temperature, T'. In this situation
gk = 1 must be understood as indicating the coexistence of chain-like (gg > 1) and
ring-like (gk < 1) structures, rather than uncorrelated dipole orientation. Near gg ~
1, 5SM3H is very sensitive to changes in external parameters, and only a moderate
electric field of 50 kV/cm is needed to enhance the relaxation amplitude, Ae, by
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Fig. 5 Chemical effect for 5-methyl-3-heptanol at T = 203 using a dc-field of Eg = 171 kV cm™".

Solid symbols represent the experimental field induced steady state spectra of the relative change of
the real part of permittivity, (e}, — &/,)/(€], — €c0), and open symbols are for the loss, (e, —£[,)/&]. .

The lines are fits reflecting the 11% increase in the Debye peak amplitude. Data from Ref. [49]

1% [49]. An example of such a pronounced chemical effect is shown for SM3H in
Fig. 5, where the amplitude of the Debye peak is increased by 11% at a field of Ep
=171 kV/cm.

3.2 Field-Induced Changes in Relaxation Times

Complex liquids can be designed to change their viscosity as a matter of an external
electric field [50]. For simple single-component molecular liquids, such an elec-
trorheological effect is not immediately expected. However, several thermodynamic
arguments exist that the glass transition temperature T, of a polar liquid should
change with the application of an external electric field, which is the equivalent of
a field-dependent structural relaxation time at a given temperature. Moynihan pre-
dicted a shift of the glass transition, AgT,, when a static field (Ep) is applied to a
system. For two distinct assumptions, a relaxation invariant volume (A V = 0) and
or a relaxation invariant entropy (AS = 0), the effect has been quantified via the
respective relations [51],

A [3 (X V)] 0p]
2V A
TAw [0 (xV)/0T]
2AiC,

ApT, = & EZ, for AV =0, (8a)

ApT, = —& E3., for A S =0. (8b)
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Here, x denotes the static dielectric susceptibility, V the volume, p the pressure, o
the volume thermal expansion coefficient, and C,, the heat capacity. The differences
labeled as ‘A’ refer to changes between the relaxed liquid and the unrelaxed glassy
state. For a typical polar glass-forming liquid (glycerol at T = 218 K) at a field of
Ep =100 kV/cm, values of AT, =2 mK and AT, = 40 mK were derived from for
the respective conditions AV = 0 and AS = 0.

More recently, Johari reported a model leading to a field-induced shift of AgT
~ 23 mK at a static field of Eg = 100 kV/cm for glycerol [52], i.e., not far from
the magnitude of effects expected on the basis of Moynihan’s approach. The basic
idea is to realize that the thermodynamic entropy is field dependent according to the
relation given by Frohlich [1],

ae,
ApS = v8—0< £ ) E2, ©)
\%4

where v is the molar volume. According to this model, this change, AgS, should
be added to the configurational entropy, Scf, that impacts the average structural
relaxation time () via the Adam—Gibbs (AG) approach [53],

C

T x Sere (T)' (10

logyy (ta/s) = A

Comparable field-induced shifts of the Kauzmann temperature, T'x, at which the
configurational entropy vanishes [54], have been derived by Matyushov [55]. Shifts
of T and T, have a similar impact on the relaxation dynamics.

Common to the above three approaches to how dynamics change with the appli-
cation of an external electric field is that relaxation times (and perhaps likewise vis-
cosity) increase with the magnitude of a static field. These predictions are obtained
under isothermal conditions, meaning that the field effects are not due to tempera-
ture changes that would result from the electrocaloric effects that modify temperature
under adiabatic conditions. It has been demonstrated only recently that such small
changes are accessible to experiment. Presently, aresolution of about AT, =0.3 mK
at a static field of Eg = 10 kV/cm for glycerol is possible, as reported by L’Hote
et al. [20], which is equivalent to AgT, = 38 mK at Eg = 100 kV/cm.

Experimentally, conclusive evidence of a change in relaxation time is obtained by
recording the permittivity spectrum for frequencies that cover the loss peak range,
e.g., by impedance spectroscopy in the presence of a DC-bias field of sufficient mag-
nitude. Because the slope dlge”/dlgw vanishes at the loss peak at wpax, the value
of &”"max = €”(wmax) Will not change as a result of small changes in the relaxation
time. Instead, " .« is only affected by the dielectric relaxation amplitude, i.e., sat-
uration and/or chemical effects. The signature of a loss peak shift would be the
occurrence of elevated values of &’ (w < wmax) and reduced values of &”(w > wmax)
relative to the high field level of &” ;,,x. Such behavior has been observed for numer-
ous glass forming materials: poly(vinyla cetate) (PVAc), phenyl salicylate (SAL),
2-methyltetrahydrofuran (MTHF), cresolphthalein dimethylether (CPDE), glycerol
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Fig. 6 a Dielectric loss spectrum of CPDE at T = 335 K with peak frequency positioned at vy,
= 40 Hz. The solid line represents a Cole—Davidson fit with the parameters Ae = 15.0, tcp
= 5.8 ms, and ycp = 0.67. b Quasi steady-state values of the field induced relative changes of the
dielectric loss for CPDE at T = 335 K. Symbols depict the nonlinear effect, (e;; — ¢[/)/¢j., after
correcting for the frequency invariant saturation effect, ¢so = 0.72%. The subscripts ‘hi’ and ‘lo’
refer to bias electric fields of Ep = 217 kV/cm and Ep = 0, respectively. The line is based on the
Cole-Davidson fit of (a), with A¢ reduced by ¢t = 0.72% and tcp increased by 0.75% for the
ep; case. Data from Ref. [62]

(GLY), propylene carbonate (PC), propylene glycol (PG), N-methyl-e-caprolactam
(NMEC), [56], and 4-vinyl-1,3-dioxolan-2-one (vinyl-PC) [57]. These systems differ
considerably in their dielectric relaxation amplitudes (Ae = 3—100), glass transition
temperature (T'y = 91-340 K), and chemical constitution. If the results are normal-
ized to a common field of Eg = 100 kV/cm, shifts of T, for these eight compounds
range from AgT, = 3 to 28 mK, and time constant elevations vary between Aglnt
= 0.14 and 1.65%. An example of the field-induced change of the loss spectrum
associated with an increased relaxation time is given in Fig. 6 for the liquid CPDE
near its glass transition.

For a number of the glass-formers listed above, not only are the Aglnt val-
ues available from high-field dielectric studies, but calorimetric data has also been
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reported, so that the Adam—Gibbs parameter C in Eq. (10) can be evaluated [56,
58]. This parameter quantifies the extent to which the average structural relaxation
time depends on changes of the excess entropy Sexc, i.€., the difference between the
entropies of liquid and crystal. Therefore, it appears that all information is available
to test whether the AG relation also holds for field-induced entropy changes. How-
ever, this is not as straightforward as indicated by Johari. First, Eq. (9) requires as
input the slope of de,/0T at constant volume, dV = 0, whereas most experimental
results for this slope will refer to isobaric conditions, dp = 0. Typically, the dis-
crepancy between (0&,/0T)y and (d&,/0T), amounts to not more than 20% for these
liquids [55]. Moreover, the entropy change calculated via Eq. (9) refers to that of the
total thermodynamic entropy, i.e., not to the excess entropy (Sex. = SHauid _ gerystal)
that is accessible to adiabatic calorimetry, nor to the configurational entropy (Scfe)
that is meant to enter the AG relation of Eq. (10). In tests of the AG relation where
the temperature is used to tune entropy, it is usually assumed that Sct; and Sexc are
connected by a temperature invariant factor, fs = Scfe/Sexc, and most estimates of
fs are in the range from 0.5 to 0.9 [59, 60]. Quantitative results for several liquids
indicate that the Adam—Gibbs model fails to predict the effect of DC-field on the
relaxation time, unless unrealistic discrepancies between (0&,/0T)y and (3&/97),
or between S¢f, and Se. are accepted [56, 61]. Nevertheless, entropy may be related
to this electrorheological effect, as a correlation between Aglnt and AgS has been
observed for some liquids [62]. On the other hand, this correlation may simply imply
that dynamics (z, 1) are generally more sensitive to a field whenever the dielectric
constant (g) is more sensitive to temperature. At present, there is no straightfor-
ward approach to determine the magnitudes of the effects for a given system in the
steady-state limit.

4 Field-Induced Structural Recovery

The discussion of the above subchapter was limited to stationary effects of a DC-bias
field. Naturally, it is not expected that these steady-state field effects are established
the instant that the field is applied. Analogous to physical aging and related features,
driving a system beyond the regime of linear response initiates structural recovery [5].
On the basis of this analogy, one would expect the nonlinear effects to approach their
equilibrium values on a time scale that is reminiscent of that of the primary structural
relaxation [63, 64]. However, two important differences to the aging phenomenology
are worth pointing out: (i) field-induced changes of the logarithmic relaxation times,
Int, usually remain very small (a few percent), so that the time scale of structural
recovery remains practically constant while the system approaches equilibrium; (ii)
the typical experimental quantities used to gauge the deviation from the zero-field
state are quadratic in the field. The latter feature is the result of the symmetry of the
problem, as the polarity (sign) of the applied field does not impact the nonlinear field
effect. The resulting quadratic field dependence has consequences for the temporal
pattern of the structural recovery process [12], which will be outlined in what follows.



Effects of Strong Static Fields on the Dielectric ... 115

Consider a depolarized dielectric to which a field is applied at a time ¢t = ¢, and
subsequently removed at a time ¢ = tof > fon, 1.€., E(t) = Ep for 1o, <t < tof and
E(t) = 0 otherwise. For a simple Debye-type system, the normalized polarization
response following 7., would follow Ry (f) = 1 —exp (—¢/ ), where #,, is now set
to zero. The polarization P(¢) is normalized using Ryise(f) = (P(t) — Poo )/ AP, with P,
and AP representing the instantaneous polarization response and the time-dependent
polarization step magnitude, respectively. By analogy, the decay of the normalized
polarization is given by Rgecay (1) = exp (—1/T), now with 7. set to zero. Even for a
high field E g, the above time dependences would still be very good approximations
to a nonlinear polarization process, as the deviations from the linearity P o E rarely
exceed a few percents. However, the time dependence expected for quantities that
gauge nonlinear effects (Age;, & — ¢/, third harmonic signal amplitudes x3E?)
is different, as their steady-state levels depend quadratically on the field (in a first
approximation).

It has been argued that the generalization of the quadratic field dependence
in the static limit is the quadratic dependence on the time-dependent polariza-
tion expressed as a fictive field, Eq. () = AP (¢) / (e0A¢), which approaches Ep
in the long time limit [12, 62]. As a result, quantities whose steady-state level
scale with E% are expected to approach that level with a time pattern that fol-
lows P?(t). For the Debye-type examples mentioned above, this leads to R, (1) =
1 —2exp (—t/7) —exp (—2t/ 7) and R, (t) = exp (—2t/ 7). Clearly, the sym-
metry of the rise and decay patterns is lost in the nonlinear regime. For the simple
case of a Debye-type system, this feature is illustrated in Fig. 7.

When the field-induced effects are gauged via changes of the parameters Int(f)
or Ag(t), their time dependence would follow

Int(t)=Int"+Azlnt x <ﬂ)2 (11a)
EOAEOEB ’
Ae () = Ae® + ApAc x (L(I))z, (11b)
goAOER

where the superscript ‘0’ identifies a quantity evaluated at Ex = 0. The steady-
state levels of the field-induced changes, Aglnt and AgAeg, will depend quadrat-
ically on the field Ep, and the terms in parentheses are normalized such that
0 < AP(t)/(sgAe’Ep) < 1.

The situation regarding the dependence on P?(t) becomes more complicated for
systems with dispersive dynamics, i.e., those for which the loss spectrum is widened
compared with the Debye-type case used above for illustration purposes. Analogous
to approaches to structural recovery in the context of physical aging [5], one needs
to decide whether a model with a single or with multiple fictive fields is the more
appropriate description of the problem at hand [65-67]. As dispersive heterogeneous
dynamics involve different modes (labeled ‘i”) with specific time constants (t;) [68,
69], the question of the number of fictive fields amounts to deciding whether struc-
tural recovery of each mode ‘i’ progresses according to its own polarization state,
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Fig. 7 Schematic representation of a system characterized by a polarization step response function,
x (1) = exp(—t/t) with a single time constant 7, subject to a field E(¢) that is constant at the level
Eq for times 0 < t < 6 ms and zero otherwise. In the linear response regime, the rise and decay
responses, R(t), are symmetric exponentials, see top panel. In the nonlinear regime, a quantity that
depends quadratically on E in the steady state case is expected to follow R%(¢), resulting in the
rise/decay asymmetry shown in the bottom panel. Relative to the linear response, the rise of R%(r)
is retarded while its decay is accelerated. Adapted from Ref. [62]

AP; (1)/ (s0A&), or governed by the average polarization, AP (1) / (9 A&®). Here,
Acg; refers to the contribution of mode ‘i’ to the total relaxation amplitude Ae, with
Ae =Y. Ag; and similarly AP (t) = D", AP; (t). A single fictive field implies that
even those modes that have a very small time constant (t;) relative to the average
(t4) will not approach equilibrium any faster than the modes with larger ;.

For various nonlinear dielectric effects [62], the time-resolved structural recovery
that has been initiated by a high static electric field displays the rise/decay asymmetry
mentioned above: saturation [12, 56-58], chemical effect [12, 49], and electrorheo-
logical effect [12, 56-58]. An example for which the time-dependent change of &”
is due to both saturation and the electrorheological effect is shown in Fig. 8, again
for CPDE. The same asymmetry is observed for other time-resolved changes that
are quadratic in the field: nonlinearities arising from energy absorbed from time-
dependent fields [70, 71], and the birefringence observed in studies of the electro-
optical Kerr effect (EOKE) [72-76]. The analogy between nonlinear dielectric effects
and EOKE has been emphasized in many treatments of dipolar systems subject to
high fields [77-80]. Quantitative analyses of these patterns have shown that the rise
and decay curves can be explained by the same time constant, provided that the
quadratic polarization dependence is accounted for. The present explanation for the
apparent rise/decay asymmetry has been validated by more complex field patterns,
where expectedly the transitions among two high field levels show almost symmetric
rise/decay behavior [12, 56].
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Fig. 8 Field-induced relative change of the ‘dielectric loss’ component, ¢”, for CPDE at a temper-
ature of 7 = 335 K, versus time with a resolution of one period. The ac-field, E(¢) = Egsin(2m vt),
is characterized by E¢g = 43 kV/cm and v = 3.2 kHz, the dc-field pattern is indicated at the top.
Solid circles represent the values corrected for energy absorption and are thus assumed to reflect
the nonlinear effect associated with the high bias field. Lines are squared KWW fits to the rise and
fall behavior, respectively using ¢o[1 — ¢()]* and ¢o[p(1)]* with ¢(r) = exp[—(t/7¢)?] and ¢g
= —1.07%. Data from Ref. [62]

5 Relation to Cubic Susceptibilities

Cubic susceptibilities or third harmonic responses are usually not measured using
a high amplitude DC-field, but rather with a sufficiently strong alternating field,
E(t) = Egsin(wt), and without DC-bias [81]. Therefore, a detailed discussion of
nonlinear effects measured via higher harmonics is outside the scope of this chapter.
Nevertheless, it is worthwhile pointing out the connection between what has been
established as nonlinear features from high DC-field experiments and the third har-
monic signals, with the latter often reported in terms of the dimensionless quantity
I X3IE(2) versus frequency, defined via

Ps (w)

=5 E2, 12
ooEy X3 (@) (12)

where P; () denotes the frequency domain polarization signal at 3w.

A model has been proposed that links the changes of the peak amplitude of Ix31E3
spectra with temperature to a change in a nontrivial length scale via the number, N ¢oyy,
of dynamically correlated particles [82—-84]. Because the model does not predict
absolute values for |y 31, only relative changes for N (T") can be obtained within the
framework of this model, which pertains to systems close to a critical point [82]. The
interest in No(T') has prompted numerous measurements of cubic susceptibilities
on supercooled liquids in recent years [85-90].
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An alternative approach to rationalizing cubic susceptibilities rests on knowing
the steady-state levels of the field-induced change in the amplitude (Ag A¢) and in the
relaxation time (A glnt) from experiments, as well as their time-dependent structural
recovery as expressed in Eq. (11a, 11b) [91]. In order to quantify polarization under
these nonlinear conditions, we begin with a relation that provides the time-dependent
polarization, P(t), for a Debye-type mode for any time-dependent field E(¢),

dpPi(t) _elde M EQ@ P
da 7 (1) 5 @)’

(13)

but with the parameters characterizing amplitude (A¢) and time constant () depend-
ing on time according to their link to P(¢) as outlined in Eq. (11a, 11b). For the time-
dependent fields of present interest, an extra term is needed in Eq. (11a) to account for
the reduction of t as a result of the sample absorbing energy from the field [92-95],
but well-tested models are available to quantify this contribution [68, 69, 96]. If the
values of Ae and t in Eq. (13) were constant, then the linear response polarization
would be obtained for a given E(r). Thus, the nonlinear features are accounted for
by the changes of A¢ and 7, in perfect analogy to the common models employed to
capture physical aging and related nonlinear phenomena in response to changes in
temperature [5].

The relaxation time dispersion observed for supercooled liquids can be accounted
for by expressing the frequency dependent part of the permittivity as a sum of
Debye modes, & (w) — €00 = ) ; Asi/ (1 + iwt;). Then, Eq. (13) would be applied
to each Debye contribution and solved separately for each mode ‘i’ using a field
E(t) = Eysin(wt). The total polarization is obtained from the sum of the individ-
ual P;(t), plus the instantaneous response, P () = Py + AP (¢t) with AP (¢) =
> Pi (7). For each frequency w, the numeric calculation of P(z) is continued until
stationary conditions are achieved, and subsequent periods of the oscillating P(t)
curve can be subjected to Fourier analysis to determine the desired susceptibility,
x3(w) [89, 97]. While this approach conforms to the heterogeneous nature of struc-
tural relaxation [68, 69], it should not be concluded that these nonlinear effects can
only be explained on the basis of heterogeneous dynamics.

For viscous glycerol, the cubic susceptibilities in terms of x3E> have been com-
puted on the basis of the approach outlined above. Interestingly, the results reflect the
experimental counterpart in an almost quantitative fashion [95], see the comparison
provided in Fig. 9a. Moreover, the model can be used to separate the three different
contributions to the cubic susceptibility: saturation, electrorheological effect, and
energy absorption, and the distinct contributions are included in Fig. 9b. Within the
framework of this model, it turns out that the electrorheological effect constitutes
the main contribution to the ‘hump’ in x3E2, while the low-frequency plateau level
is determined solely by the saturation effect. One result of this agreement between
model and experimental data is that the main features of the |x3(w)| spectrum can
be explained without explicit involvement of a length scale. Other models have also
demonstrated that dynamical correlations need not be assumed to explain maxima
in cubic susceptibility spectra [98—100].
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Fig. 9 a Symbols represent experimental spectra of the third harmonic susceptibility for glycerol
at the three temperatures indicated, reported in terms of the quantity | x3| Eé and using peak fields of
Eo = 135kV cm™!. Solid lines are calculated steady state spectra of | x3| Eé at Eg = 135kV cem™!
using the model outlined in Sect. 5 with the parameters selected to represent glycerol at the three
temperatures indicated. b The solid curve reproduces the model calculation for 7 = 213 K from
panel (a), while dashed curves represent the distinct contributions to the 7 = 213 K case: saturation
(dash-dot), electrorheological effect (dash), and energy absorption (short dash). Adapted from Ref.
[62]

A very different and model-free way of demonstrating a close connection between
the cubic susceptibility and the dc-field induced change in permittivity at the funda-
mental frequency rests on representing both the quantities in the same fashion, i.e.,
as modulus of the complex susceptibility versus frequency. The AC-field results are
then quantified by | 3 |EZ, while the DC-field results are cast into the form | X (13’d°) |E§,
see Eq. (6b). Based on permittivity data obtained at high (&) and zero (g1,) DC-field,

this quantity can be obtained using

7340 (w)) E2 = \/ () (@) — &}, (@) + (&} (@) — &), (@))°. (14)
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Fig. 10 Field-induced susceptibility change at the fundamental frequency, shown as | x(ls’dc) IE%;

versus fundamental frequency v for vinyl ethylene carbonate (VEC) at the temperatures indicated.
The curves are measured using a small AC-field with peak value Ey = 35 kV/cm superimposed
onto a DC-bias field of Ep = 250 kV/cm. The |y 3| spectrum for vinyl-PC at T = 180 K is shown

as crosses, rescaled to match the amplitude of | X(13’dC)IE]23. Data from Ref. [57]

Spectra of | X(f’dC)IEé are shown for 4-vinyl-1,3-dioxolan-2-one (vinyl ethylene

carbonate, VEC) in Fig. 10, and their overall appearance is reminiscent of the | x31E %
spectra of Fig. 9a obtained for glycerol. A direct comparison with | X3IE% data is
provided for VEC at T = 180 K [57], shown as crosses in Fig. 10, supporting the
idea that third harmonic data obtained with high AC-fields can be modeled on the
basis of permittivity data measured in the presence of a strong DC-field.

6 Concluding Remarks

Dielectric saturation is a well-known phenomenon that occurs when high electric
fields are applied to a polar liquid. It is an immediate consequence of polarization
possessing an upper bound, which corresponds to an orientational distribution with
(cos @) < 1. Much more recently, it has been recognized that a DC-field of sufficient
magnitude also modifies the relaxation times, thereby changing the glass transition
temperature and possibly viscosity. Dipole correlations that are important in polar
condensed systems prohibit a straightforward determination of the magnitude of
these effects for a given material and field. As a general trend, however, both features
become more pronounced with increasing dielectric constant of the material.

When the high DC-field is applied or removed, parameters characterizing the
relaxation amplitude (Ae¢) and time constants (7) gradually approach new equilibrium
values. As in the case of physical aging, this structural recovery process is governed by
the structural relaxation time of the system, but following P?(¢) rather than P(t) itself
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regarding the time dependence. This quadratic dependence on the time-dependent
fictive field, Eg. (1) = AP (1) / (e0Acg), originates from the quadratic dependence
of the steady-state levels on the field. It explains the rise/decay asymmetry observed
for all nonlinear dielectric effects, which is also seen in the birefringence traces of
electro-optical Kerr effect studies. This time-dependent fictive field is also a critical
input to a model that links third-order susceptibilities measured with AC-fields to the
changes in permittivity obtained from DC-field experiments. The stationary levels
of the DC-field induced changes remain relatively small, but the high resolution of
dielectric spectroscopy facilitates recording the structural recovery process with good
resolution. Therefore, the changes that occur in response to applying a large field
can serve as physical aging experiments with fast time resolution, because applying
or removing a field can be performed in a matter of microseconds.
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Nonresonant Spectral Hole Burning )
in Liquids and Solids L

Ralph V. Chamberlin, Roland Bohmer and Ranko Richert

Abstract A review of nonresonant spectral hole burning (NHB) is given. NHB
utilizes a large-amplitude, low-frequency pump oscillation in an externally applied
field to modify the response of a sample nonlinearly, then a small probe step is
applied to measure its modified response. When combined with other techniques,
NHB indicates that the non-exponential relaxation in most substances comes from
an ensemble of independently relaxing regions, with length scales on the order of
nanometers. Various models are presented, focusing on a “box” model that gives
excellent agreement with NHB measurements, often with no adjustable parameters.
The box model is based on energy absorption that changes the local “fictive” tem-
perature of slow degrees of freedom in spectrally selected regions, with a return to
equilibrium only after this excess energy flows into the heat bath. A physical foun-
dation for such thermodynamic heterogeneity is presented, based on concepts from
nanothermodynamics. Guided by this approach, a Landau-like theory and Ising-spin
model are described that yield several features found in glassforming liquids. Exam-
ples of results from NHB are shown, with special emphasis on dielectric hole burning
(DHB) of liquids and magnetic hole burning (MHB) of solids.

1 Introduction

Although viscoelastic creep was already known to Robert Hooke in 1678 [1], Wil-
helm Weber was arguably the first person to attempt a physical interpretation of
measured non-exponential response in materials when he analyzed the mechan-
ical relaxation of silk fibers in 1835 [2]. In any case, it was Weber’s doctoral
student Friedrich Kohlrausch who first recognized that the measured relaxation
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of several types of materials, some crystalline and others amorphous, could be
characterized by an empirical formula [3, 4], now known as the Kohlrausch or
Kohlrausch—Williams—Watts law [5], or the stretched exponential function [6, 7].
Rudolph Kohlrausch, Friedrich’s father, had introduced this function in 1854 to
describe his measurements of electric charge as a function of time in a Leyden jar (a
glass-filled capacitor) [8], but Friedrich seems to have been the first to recognize its
ubiquity. The function can be written as

@ (1) = Do exp[—(t/7)"]. (1)

Here @ is an initial amplitude, 7 a relaxation time, and 8 a parameter that governs
the effective width of the decay function. Empirically, it is often found that 8 varies
between 0.5-0.7 for liquids, and 0.2-0.4 for solids. Physically, it has long been a goal
to understand the fundamental mechanism that could cause such common response
in a wide range of diverse materials.

At least, since Newton introduced his law of cooling in 1701 [9], single-
exponential relaxation (8 = 1) has been known to come from the simple differential
equation, d®(¢)/dt = —®(¢)/t. Two distinct scenarios that yield net stretched expo-
nential relaxation are: a “homogeneous” picture, where the relaxation time itself is
time-dependent, t(¢), or a “heterogeneous” picture with a distribution of relaxation
times that are location-dependent, 7 (x). The original interpretation used by Rudolph
Kohlrausch was to assume a homogeneous time dependence, t(¢) o t'~#. This sce-
nario remained a common picture for interpreting the behavior through the 1970s
and 80s, when it was suggested that the dielectric correlation function may have [10]
“a natural non-exponential dependence upon time due to the cooperative nature of
the process, and may not be regarded ... as arising from a distribution of relaxation
times, as is usually supposed,” a theme that also underlies Jonscher’s well-known
book on “Dielectric relaxation in solids” [11]. A contrasting picture with a history
that is equally prominent is that any measured response can be represented by a sum
of simple exponentials [12]. Indeed, a heterogeneous distribution of relaxation times
provides a versatile paradigm for interpreting stretched exponential relaxation and
other empirical formulas for the slow response of materials [13-25]. Figure 1 depicts
these two contrasting scenarios.

Over the past few decades, direct evidence to distinguish between these sce-
narios has finally become available. Specific approaches include measurements on
nanoscale systems [26], multidimensional nuclear magnetic resonance (NMR) [27],
a combination of optical absorbance and modulated calorimetry [28], which builds
on earlier work [29], time-dependent solvation [30] and photobleaching [31], as
well as scanning probe microscopy [32] and particle scattering techniques [33-35].
Indeed, spectrally selective methods capable of identifying specific sub-ensembles
in the net response have shown that most materials contain a heterogeneous distri-
bution of independently relaxing degrees of freedom [36—43]. Several of these tech-
niques demonstrate that the independent degrees of freedom are spatially localized
in independently relaxing “regions,” often on a length scale of 1-3 nm involving
10-1000 molecules, spins, or monomer units. Each region is defined by having a



Nonresonant Spectral Hole Burning in Liquids and Solids 129

Fig. 1 Solid lines on the left
side show identical net
responses for the logarithm
of a relaxing quantity, log @,
as a function of time. Dashed
lines indicate that the net
response may come from
homogeneous response
throughout the sample (upper
frame) or a heterogeneous
distribution of independently
relaxing regions (lower
frame). Right side shows a
cartoon sketch of how each
type of response may occur
inside a bulk sample

Homogeneous

distinct relaxation time for its local response, t(x), typically yielding effectively
single-exponential relaxation.

Some measurement techniques establish that this dynamic heterogeneity is also
in the thermodynamics. The focus of the present chapter, nonresonant spectral hole
burning (NHB), is one of these techniques. A related approach is based on dynamic
specific-heat measurements [44, 45], which involves monitoring the temperature of
the thermal bath as heat flows slowly into the slow degrees of freedom. Thermody-
namics requires that net heat flow can occur only if the effective temperatures of the
slow degrees of freedom differ from that of the heat bath. NHB is essentially the
inverse process, monitoring the slow degrees of freedom as their excess energy flows
slowly into the heat bath. The versatility and power of NHB have facilitated char-
acterizing thermodynamic heterogeneity in many types of materials, see Sect. 1.2.
Indeed, NHB has shown that thermodynamic heterogeneity involves transient but
distinct variations in several thermodynamic quantities including energy, tempera-
ture, dielectric polarization, magnetic alignment, and/or mechanical stress. NHB has
found numerous applications for a wide range of materials including liquids, glasses,
spin glasses, polymers, and even high-quality single crystals.

1.1 Background to Development

In order to emphasize different parts of a presumed spectrum of different dielectric
relaxation times, a technique called pulsed dielectric spectroscopy was devised [46].
It is based on sequences of (relatively small) electrical fields and field steps. When
presenting first results from this technique at a meeting in Denmark, in early 1994,
Jeppe Dyre reminded us that without entering the nonlinear response regime, and
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thereby leaving the range in which Boltzmann’s superposition principle [47] applies,
one is not able to directly distinguish between homogeneous and heterogeneous
relaxation processes. Immediately thereafter, some of us started to discuss how to
implement suitable nonlinear excitation and detection schemes. One idea was to
continue with the process exploited in Ref. [46], but to increase the step size of
the electrical field until the response function would depend on the field strength.
A variant of this approach based on the nonlinear generalization of the Boltzmann
principle, the so-called Wiener—Volterra series [48], was eventually implemented
utilizing pseudo-stochastic multiple-pulse excitation [49]. The idea of increasing the
step size was not tested at the time, mainly because the basic NHB technique was
found to work beautifully [50, 51].

Nonresonant spectral hole burning utilizes a large-amplitude, low-frequency
pump oscillation to modify the dynamics of a sample on the timescale of the pump
frequency, then a small probe step is applied to measure the modified spectrum as
a function of time. The pump oscillation and probe step are often separated by a
variable recovery time, as sketched in Fig. 2. The pump and probe may be in any
applied field—e.g., electric, magnetic, or strain field—whenever sufficient energy
from this field can be absorbed by the sample. The original inspiration for NHB
came from the standard technique of spectral hole burning (SHB) that is normally
used to investigate broadened resonances. Although originally applied to NMR [52],
now SHB most often involves optical spectroscopy using narrow-bandwidth lasers
[53]. The usual goal of SHB is to determine the fundamental source of broadening
if the spectrum is broader than a simple Lorentzian. Typically, a sample is irradiated
with an intense laser beam at a chosen wavelength of light. The intense beam causes
“bleaching” of any response that absorbs significant energy from the light. Bleach-
ing involves eliminating the response from the spectrum by either saturating it or
displacing it to distant frequencies. If the spectrum is uniformly bleached at all fre-
quencies, the spectrum is homogeneously broadened. However, if the laser bleaches
a narrow “hole” in the spectrum that is roughly the width of a single Lorentzian, the
spectrum is inhomogeneously broadened. Most samples show this kind of heteroge-
neously broadened spectra so that resonance-based SHB facilitates investigating the
fundamental features of individual contributions to the full spectrum. Nonresonant
spectral hole burning relies on the same idea, but with several key differences:

(1) The spectra studied come from relaxation phenomena, not from resonances.

(2) The pump field frequencies are usually about 15 orders of magnitude slower,
e.g., 1 Hz instead of 500 THz.

(3) The mechanism usually involves shifting the response rate, not reducing the
magnitude of response.

(4) Because this response-rate-shift mechanism is found to be short-lived, it is
crucial to measure the entire modified spectrum rapidly, most suitably in a
single step using time-domain spectroscopy.

Another set of experiments that inspired the initial conception of NHB involves
dynamic specific heat. Although frequency-dependent heat capacity measurements
showed that slow degrees of freedom near the glass transition involve slow heat flow
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pump recovery  probe

applied field

time

Fig. 2 Sketch of the general protocol of applied fields as a function of time for typical nonresonant
spectral hole burning experiments. The field pattern shown consists of a sequence of pump, recovery,
and probe periods. Inspired by phase cycles exploited in nuclear magnetic resonance (NMR),
undesired signal contributions (such as, e.g., the linear after effect generated by the pump cycle)
can be suppressed by suitable linear combination of the responses generated using the numbered
traces

[54, 55], it was the low-temperature time-dependent measurements of Meissner and
coworkers that provided a more direct picture of the universality of this phenomenon
[44, 56-58]. In these time-dependent measurements, a short heat pulse (~1 ws) is
applied to one side of a sample, while the temperature, 7'(¢), is monitored as a func-
tion of time on the other side. Over several orders of magnitude in time, from the
end of the heat pulse until the excess energy flows out through the wires that con-
nect the sample to the cryostat, this measurement yields the specific heat, with heat
capacity inversely proportional to 7'(¢). This 7(¢) is found to first increase rapidly
as the heat from the pulse travels across the sample and reaches the thermometer,
then the sample cools slowly in a non-exponential manner over intermediate times.
Because the sample is adiabatic until the timescale when heat starts to flow out of
the sample, such slow non-exponential relaxation must be due to the slow transfer
of heat from the heat bath to the slow degrees of freedom in the sample. According
to the laws of thermodynamics, this net heat flow can occur only if there is a tem-
perature difference, with the slow degrees of freedom having what is often called an
“effective temperature” that distinguishes it from the temperature of the heat bath,
similar to the concept of spin temperature known from magnetic resonance [59] or
fictive temperature from aging in glasses. Thus, such time-dependent specific-heat
measurements imply thermodynamic heterogeneity inside bulk samples. Because
the heat is injected into the heat bath, heat flow out of the bath could be into a single
slow system that is homogenous (but separate from the bath), or into an ensemble
of slow systems that are themselves heterogeneous. The inspiration leading to NHB
was to invert the process, so that extra energy is imparted directly into selected slow
degrees of freedom, chosen by their response frequency.



132 R. V. Chamberlin et al.

An advantage of NHB is that it can yield direct evidence for thermodynamic
heterogeneity in the response, even using just the raw data, with no need for analysis,
modeling, or interpretation. Another advantage is that detailed agreement with the
experiment can be obtained with a simple “box” model, often with no adjustable
parameters. The basic idea of this model is that the sample contains independently
relaxing regions (the boxes), and that each box has its own time-dependent effective
temperature that is governed by a timescale for response of the box, the energy
it absorbs from the field, its heat capacity, and timescale for recovery by thermal
connection to the heat bath. It is assumed that the timescale for response and recovery
areidentical, i.e., energy goes into and out of the box at the same rate, a feature that has
since been found to usually be the case [67]. For a quantitative connection between
the energy absorbed and change in effective temperature, it is assumed that all boxes
have the same specific heat, consistent with various measurements over at least four
orders of magnitude in frequency [60, 61]. This specific heat can often be deduced
from the change in heat capacity of the sample due to the slow degrees of freedom
that freeze at the glass transition. Additional details about this box model, including
improvements that make it extremely versatile and accurate, will be discussed in
Sect. 2.

The theoretical model for NHB in dielectric and magnetic response (a simplified
box model) was conceived in the summer of 1994 [50]. This model predicted not
only general NHB behavior but also several details that were confirmed by measure-
ments— some at a quantitative level. The dielectric variant of the experiment was
implemented during the summer of 1995 in the laboratory of Alois Loidl, in Darm-
stadt, Germany. After Bernd Schiener, a talented student then in his lab, had learned
how to prepare samples that did not (always!) break through when large electrical
fields were applied, extensive measurements of dielectric hole burning (DHB) in
two glassforming liquids were made [51]. The remarkable similarity of the results to
the predictions confirmed, in particular, the model’s key ingredient: thermodynamic
heterogeneity. Some years after the development of DHB, magnetic hole burning
(MHB) experiments were successfully implemented [61]. NHB and the ideas on
which this method is based have since been applied to a variety of new techniques
to identify and investigate heterogeneous relaxation inside bulk materials.

1.2 Versatility of Nonresonant Hole Burning

Following the initial results showing heterogeneous response in the a-relaxation of
glassforming liquids, similar NHB techniques have been applied to a wide array of
liquids and solids with the goal of probing different relaxation processes involving
not only dielectric but also magnetic and shear fields. The DHB technique has been
successfully applied to investigations of primary and secondary relaxations as well as
the excess wing of neat and binary glassforming liquids [50, 60, 62—67], the molecular
reorientation in a supercooled plastic crystal [68], the structurally decoupled motion
in an ion conductor [69, 70], and the dielectric response of relaxor ferroelectrics
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[71-74]. MHB has been applied to the study of spin glasses [61] and ferromagnets.
Mechanical hole burning has been applied to investigations of polymers [75, 76] and
polymer solutions [77, 78]. In all of these studies, evidence for spectral selectivity
was found, and thus based on a phenomenological criterion [37], it can be concluded
that heterogeneity exists in the dynamics of the studied liquids and solids. The relative
merits of mechanical hole burning as compared to other nonlinear techniques, e.g.,
those based on the application of large-amplitude oscillatory shear (LAOS) were
recently reviewed [78]. Therefore, mechanical hole burning is not further considered
in the present chapter. Details regarding LAOS experiments can be found in the
chapter by Wilhelm and Hyun in this volume [79].

About 10 years after the conception of the original pump-and-probe scheme inher-
ent in the early DHB experiment, it was suggested that a more easily implemented
sequence of small, large, and again small ac fields can serve a similar purpose, which
is to deposit energy and probe its consequences in a frequency selective manner [80].
A detailed overview of the results emerging from these insights was given recently
[81]. Questions regarding nonlinear response in supercooled liquids [82] can be
addressed particularly well using this alternative approach [67], with heterogeneity
deduced from the box model.

Another example of the versatility of the pump-and-probe scheme used for NHB
would be to generalize the technique to pump with one type of field, and then probe
with another. Specifically, one could exploit rheology for the nonlinear spectrally
selective excitation, and then apply dielectric spectroscopy for broadband linear-
response detection. Such an approach would generalize a related cross-technique,
rheodielectric spectroscopy, see for instance Refs. [83—85].

2 Box Model and Other Approaches for Characterizing
Nonresonant Hole Burning

2.1 Introduction

This section outlines a model that aims at providing a quantitative account of the
results expected for dielectric hole burning, with similar models applicable to related
measurements such as magnetic hole burning. For DHB, the fundamental idea is that
a polar liquid will absorb energy from a time-dependent external electric field [86].
The task is to quantify the influx of energy and determine how it might modify
the dielectric relaxation spectrum. Furthermore, it is important to clarify whether
adiabatic or isothermal conditions provide a more realistic approach to the experi-
mental situation. First, consider the hypothetical case of a dynamically homogeneous
system subject to a sinusoidal field of high amplitude. In this case, the qualitative out-
come expected for steady state is relatively straightforward. The energy irreversibly
transferred from the electric field (E) to the sample is proportional to £2. This energy
will eventually be converted to heat, which uniformly raises the bath temperature of
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the sample [87]. The field-induced changes of the dielectric relaxation behavior will
then be equivalent to heating the whole sample, yielding a reduction of dielectric
relaxation times, tp, and a miniscule change in the relaxation amplitude, Ae¢. In the
more common case of heterogeneity for the dynamics and thermodynamics [27, 39,
40], fast and slow modes are independent and thus differ in their energy uptake [51],
which is the situation addressed by the model outlined below.

It is important to realize that this model is not meant to capture all contributions
to nonlinear dielectric responses. Instead, the scope of this model is limited to ratio-
nalizing how the energy that is irreversibly transferred from the field to the sample
modifies the dielectric relaxation behavior.

2.2 General Relations

We start by assuming dynamic heterogeneity, implying that the net non-exponential
polarization response originates from a superposition of contributions from indepen-
dently relaxing regions. While other models can be envisioned, we will adopt the case
for which each independently relaxing region contributes with a Debye type (single
exponential) behavior and that the overall response can be expressed as the sum of
these distinct local responses from the regions, weighted by their volume fractions.
For the net dielectric permittivity function, this results in the complex permittivity
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where Ag; ~ Aegg (t)dr, with g(t) being the normalized probability density of
finding a mode with time constant 7 in the interval dz. While the integral over an
effectively continuous g(t) containing a very large number of time constants t is
appropriate for describing bulk liquid behavior, the summation over a relatively small
number of regions n (labeled by subscript ‘i’) is convenient for numerical calcula-
tions. This model neglects all time-constant fluctuations, referred to as rate exchange
[88] or “lifetime of heterogeneity,” so that the values of the time constants t are
assumed to remain time-invariant at low-field amplitudes. Because these fluctua-
tions are found to occur on timescales that are usually as slow (or slower) than the
average relaxation time, their omission is expected to be inconsequential for all but
the very slowest modes.

Similarly, as suggested by dynamic specific-heat measurements, the dynamic heat
capacity spectrum, c » (), is modeled as the sum of individual contributions with
Debye character
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where AC),; = AC,g (t)dr. The same probability density g(t) is employed for
describing both permittivity and dynamic heat capacity spectra [89]. This approach
to the dynamic heat capacity of the sample implies the assumption that C,; is pro-
portional to the volume fraction of each independently relaxing region, labeled ‘i’,
equivalent to a constant heat capacity per molecule. Consequently, each region is
assigned its individual enthalpy density increase, Ah;, and thus its own increase in
fictive temperature, AT; = Ah;/(p AC, ;). Direct enthalpy exchange among different
modes is neglected, and each mode is assigned the same time constant t for both
dielectric and enthalpy response. This assumption is supported by evidence against
different time constants for dielectric relaxation and enthalpy recovery, as discussed
in the literature [90-92]. This picture implies that excess energy remains localized
for a relatively long time within a mode, consistent with the slow enthalpy relaxation
observed in calorimetry and aging experiments [93]. Because this energy is local-
ized for such long times it must be very weakly coupled to the heat bath, so that the
energy may have time to equilibrate among all localized degrees of freedom in the
region, thereby mimicking a local fictive temperature that is different from the bath
temperature. Thus, AT; # 0 has physical meaning.

In order to reflect reproducible initial conditions, it is assumed that each region
‘i’ is depolarized and at zero field prior to applying an external field at t = 0:

Pt=<0)=0 E(@t=<0=0

The subsequent polarization response of each mode is governed by the differential
equation
dP; (1)  ele () E@®)  Pi)
S 0 T’
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The overall polarization P(¢) involves the sum of an instantaneous (P, ) and a retarded
(AP) contribution with respect to the field E, as given by

P(t)=80(Soo—1)E(t)+ZPi(t)=Poo(t)+AP(t)~ (&)

l

This relation yields the ordinary linear-response result for P(t) for a given time-
dependent field E(¢) in the special case that all A¢; and t; remain time-invariant.
Allowing these quantities to change with fictive temperature 7';, and thus with time
represents the box model manner of incorporating nonlinear effects, whereas their
changes are negligible for sufficiently small fields.

For a given region ‘i’, the current density j;(¢) = dP;(z)/dt creates an additional
enthalpy density per unit time, p; (¢) = dh; (¢) / dt, according to the power absorbed
pi (1) = ji2 M) T () / (eoAg;), while the recovery of h; toward equilibrium is gov-
erned by the recovery time t; of that particular region, leading to
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All enthalpy lost by a mode due to its recovery is added as heat to the bath with heat
capacity Cp, o, i.€., it is assumed that no enthalpy is passed directly from one mode
to another. These enthalpy densities can be converted to fictive temperatures T; via
dh; (t) = pAC,; dT; (¢) and h;* = pAC,;T. Similar to the situation encountered
in the context of physical aging, the concept of a fictive or configurational temperature
is also used here to characterize the state of a nonequilibrium system in terms of the
value of T; that would give rise to the same state if the system were in equilibrium
at a temperature T =T ;.

Finally, it needs to be specified how the fictive temperatures 7'; impact the param-
eters that determine the relaxation behavior. Because field-induced changes in T'; are
small, only the relaxation time t; is considered to be modified by external fields, as
the sensitivity of the amplitudes Ag; to temperature is negligible by comparison. The
dependence of t; on T; is quantified by the nontrivial assumption that t;(T;) tracks
the overall equilibrium activation behavior 7,(7) via
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ar; — 1> \d(1/7))"

This relation couples Eqgs. (4) and (6), i.e., the polarization response is modified by
the changes in mode-specific fictive temperatures.

Regarding the heat exchange with the surroundings, limited average power will
ensure that heat is transported effectively away from the sample toward a thermal
reservoir. In the situation in which a sample of thickness d is sandwiched between
two metal electrodes that can be considered isothermal, the field-induced temperature
increase can be estimated. The steady-state result for a spatially uniform average
power density, p = dg / dt, is obtained by solving 3>AT / 72 =—p / k, where 7 is
the spatial coordinate normal to the electrode surface and « the thermal conductivity
of the sample [94, 95]. The average temperature increase is thus ATy, = pd? / (12k),
and the maximal effect at the center (z = d/2) amounts t0 ATy, = 1.5AT,,. If p
is sufficiently small and AT,y is negligible compared with the fictive temperature
changes measured in DHB, isothermal conditions may be assumed for the sample
with the bath temperature T kept as a constant. The adiabatic limit, with no heat
transfer to the surroundings, is accounted for by having the enthalpy recovery from
all regions combined into an enthalpy increase of the bath, i.e.,
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If the high-amplitude field is applied for a longer time, this may result in a significant
increase of the bath temperature T of the sample [92].
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2.3 Dielectric Hole Burning Protocol

The protocol of the pump-probe experiment is designed to demonstrate heterogeneity
regarding the dynamics by modifying the response of a subset of modes, while the
other modes remain unaffected. Accordingly, the narrowest possible power spectrum
of the field is desired, so that a sinusoidal field with frequency 2 is the pattern of
choice for the duration of the pump, usually an integer number r,, of complete cycles
during the pump time, #,, cf. Fig. 2. For a subsequent recovery time (¢,) that separates
the pump from the probe cycle, the field is zero (or very small), allowing for the
recovery of the pump-induced effects over the recovery time. Thus, the overall field
sequence can be represented by

0 st <0
E (z‘p) = EO sin (Qtp) s 0 < tp < nPZJT/Q : (9)
0 S Hp2/Q <ty < np2mw/ Qe+t

This field generates an influx of energy density per unit time, p;(¢), to modes with
relaxation time t; and dielectric amplitude Ag¢;, according to [82, 96]
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An example of the time-dependent power for n, = 2 is depicted in Fig. 3. The impact
of this power on the fictive temperature of mode ‘i’ is then determined by

a0 _ p) LT .
dt  pAC,; (@) (i
This T';(¢) then modifies the relaxation parameters 7; (and possibly Ag;) as outlined
above.

The amplitude of the probe step field, Epope < Eo, applied at t = 0, where
t, = np2w / Q + ¢, is considered to be in the regime of linear response, so no
additional power is absorbed from this field and the polarization response to this
field step is proportional to Epope. However, unless ¢, is very long, the enhancement
of fictive temperatures will persist for times # > 0 and thus modify the polarization
response to this probe field. Because the pump field amplitude is much larger than
Eprobe, much of the polarization for ¢ > 0 may originate from the pump field, while
the response to the probe step is small. In the experiment, a “phase cycle” is used to
remove the linear response to the pump field by taking the average of two polarization
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Fig. 3 Applied sinusoidal voltage V(r) = E(r)/d and the resulting polarization P(¢) and dissipated
power p(r) in a single mode with T = 1 sand = 1 s~!. The curve for V(¢) follows Eq. (9) for np=2,
P(t) is derived from Eq. (4), p(?) is calculated according to Eq. (10). Note that some power remains
after V(¢) has been turned off, i.e., for # > 47/Q2, because a significant amount of polarization P is
present at t = 47/SQ2. The curves are scaled arbitrarily. The vertical line marks the end of the pump
process. Adapted from Ref. [96]

signals that differ only in the sign of Ej, equivalent to a 180° phase shift of the pump
field, cf. Fig. 2. Within the model calculation, this “phase cycle” can be accounted
for by setting P;(¢) = 0 for all times ¢ < 0, i.e., disregarding all polarization prior to
the probe step. The final goal is to compare the overall step polarization response
following the pump process, P*(¢), with that in the absence of the pump event,
P(t). The result is presented either as vertical difference, AyP(t) = P*(¢t) — P(¢),
or its horizontal analog, ApP(¢), which for sufficiently small differences can be
approximated by [60]

Ay P(1)

AP == 50 /d In(t/s)

(12)

Because the probe field Epqpe is time-invariant for times ¢ > 0, the polarization
response to the probe step is linearly related to permittivity £(¢) in the time domain.
An alternative to probing the step response in a constant-field situation is to use
a displacement step, Dprobe, to polarize the system and then monitor the field as a
function of time [60, 80, 97, 98]. In this constant charge case, polarization is linearly
related to the field E(¢) and to the electric modulus M(¢), defined via the steady-
state relation M (w) = 1/&(w). For a given system, the relaxation, M(r), is always
associated with a smaller time constant relative to the retardation, &(t), with the
relation between the linear averages obeying () / (T:) = €c0/&s [99]. Within the
framework of the above model, this constant charge case can be realized by an initial



Nonresonant Spectral Hole Burning in Liquids and Solids 139

AP

V' €, max

V' max

AP x10

log,(Q/s")

Fig. 4 Dependence of the peak amplitude of vertical hole signals (at zero waiting time) on the
pump frequency 2. The curve labeled Ay P, max refers to constant voltage detection with P(f) ~ &()
while Ay Py max refers to constant charge detection with P(z) ~ M(t). The comparison indicates the
advantage of using modulus type detection M(r) at high pump frequencies, here with > 1571
The calculation is for glycerol at 7 = 187.3 K, with the arbitrarily scaled loss profile, ¢” (), shown
as dashed line. Adapted from Ref. [80]

probe field set to E(0) = Dprobe/(€0600), Which will change with time according to
dE()/dt = — (dAP/dt)/(epe~ ). Constant charge conditions require D(t = 0) = D(¢
— 00), thus implying a finite steady-state field E(r — 00) = (e.0/€5)E(0) for a
dielectric sample, and a subsequent decay to zero only in the case of dc conductivity
[98]. A model-based comparison of the two types of probing the polarization in time
domain, constant-field versus constant charge, is depicted in Fig. 4, which shows
the peak vertical difference AvPmax and AvPy max versus pump frequency €2,
respectively. These data demonstrate that the constant charge case provides increased
sensitivity to the pump-induced modification at the higher pump frequencies, a direct
consequence of the (ty) < (t.) feature.

Comparisons of predictions of the model discussed in the present section (or
variants thereof) with experimental data can be found in various reports [62, 64, 66,
69, 90-92, 94].

2.4 Other Applications of the Box Model

The general version of the box model, as outlined via Eq. (2) through Eq. (8), has
been applied to field protocols other than those exploited for dielectric hole burning.
Changes in fictive temperatures and the concomitant modifications of polarization
responses should be expected whenever a time-dependent field of sufficient magni-
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tude is applied to a sample with considerable dielectric loss, ¢”. The model reveals
that a high-field step modifies the polarization response relative to the low-field coun-
terpart, and the effects are larger than the DHB results for the same field amplitude
as the temporal separation between pump and probe is eliminated [80]. However,
the power spectrum of a field step is much wider than that of the DHB pump field,
and the spectral selectivity is diminished accordingly. For a field step of magnitude
E applied at time ¢ = 0, the power density for a single mode ‘i’ is given by

goAeg; (1) E? ( 2t>
exp )

T (1) A0 (13

pi (1) =

This term has been employed successfully to capture how field steps modify the
dielectric behavior of liquids [100].

Sinusoidal fields of high amplitudes E( can lead to very prominent changes
in the dielectric behavior. For isothermal conditions and a field given by E (t) =
Ey sin (wt), the steady-state fictive temperature for mode ‘i’ follows:

EZA 2 2
T, =T+ 25028 @04 (14)
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where the frequency-dependent term approaches unity for w >> t; [67]. For an entire
typical loss spectrum, &”(w), this modifies the high-frequency wing (w > 10wpp,y) as
if the temperature had increased by the amount eg E5 Ae / (2 pAC p). For frequencies
not too far above the loss peak frequency wn,x, high-field impedance experiments
have demonstrated agreement with these predictions [90, 92, 101-103]. At very high
frequencies relative to wmax, the magnitude of this steady-state effect may be reduced
due to excess wing or secondary processes.

In order to explore how the fictive temperature approaches its steady-state value
as a function of time, the sinusoidal field technique has been supplemented with
amplitude steps. A typical protocol could consist of 32 periods of the sine wave
at low fields (within the linear response regime), followed by 64 periods with high-
field amplitude, after which another 32 periods of the low field are appended. Fourier
analysis of the voltage and current traces for each period facilitates studying the field-
induced modifications as a function of time after applying or removing the high field.
This protocol is best modeled with the general approach, Eq. (2) through Eq. (8),
with E(¢) representing the amplitude-modulated sinusoidal field. For frequencies not
too far above wnax, the model captures the experimentally observed time dependence
with high fidelity [91, 92, 102, 104]. At higher frequencies, very fast modes adjust
their time constants or fictive temperatures on the timescale of the average structural
relaxation time (7,) rather than 7;. Therefore, in the range w > 100wy, it can take
many periods of a high field before steady state is reached [102, 103].

So far each mode ‘i’ is assumed to be single-exponential in time, or Debye-
like as a function of frequency, cf. Eq. (2). Thus, the shapes of the spectral holes are
relatively narrow. Similar assumptions underlie the “excitation profile” that was used
in the initial applications of the box model [50] and most of [105] its refinements
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in studies dealing primarily with supercooled liquids [51, 62]. The latter typically
display relatively narrow dielectric loss spectra. However, for disordered systems
featuring very broad loss spectra—such as relaxor ferroelectrics [73] and some binary
mixtures of glass formers [66]—the effects of intrinsically non- or multi-exponential
responses are sometimes relevant, as was considered for the description of molecular
dynamics in other contexts [37, 106—-108]. On a phenomenological basis, rather
than starting from exponential behavior, intrinsic nonexponentialities were typically
written akin to Eq. (1), for instance as

P; o exp[—(t/7,)""]. (15)

If intrinsic nonexponentialities are present, it was suggested to expand the box
model [66]: In particular, the expression describing the change in field-energy density
per unit time, that is generated by the application of an external electrical (pump)
field, then comprises two parts. The one referring to the dissipative contribution
is given by that considered in Eq. (10). In addition, in the presence of intrinsic
nonexponentialities, a “reactive” contribution was found to arise which corresponds
to power “temporarily stored in the system” [66]. For further details and implications
of that approach the reader is referred to Ref. [66].

2.5 Asymmetric Double Wells and Other Approaches

Various other approaches can yield net behavior analogous to the box model. A
particularly appealing framework for many workers in the field is based on models
involving an asymmetric double-well potential (ADWP) [97, 105, 109]. The double
well may be viewed to refer to the potential describing two molecular orientations or
to two minima in a slice of a potential energy surface, with asymmetry needed to lift
the energetic degeneracy between the minima, as depicted in Fig. 5. The population
numbers of the two minima are given by ¢; and ¢, so that for a total of N dipoles
with moment p, the (linear) polarization P(#) = [t c0osf n(¢) arising in response to
a time-dependent electrical field E(#) can be obtained from the population difference

n(t) = Nlgq (1) —q2(1)]. (16)

The nonlinear response of ADWPs has been treated for external fields with
an arbitrary time dependence, see Eq. (14.21) in Ref. [68]. Its frequency-domain
response is further considered elsewhere in this volume [110]. Therefore, here we just
summarize the main results of the calculations insofar as they refer to the NHB
protocol sketched in Fig. 2. Changes in the population difference are assumed to
be governed by the master equation, see Eq. (14.18) in Ref. [68]. In lowest order
(le(t)l <« 1) in the reduced electric field e(?) = e E(t)cosd/(2kgT) one has

n@t) =t ' e() +SIN—1 [l +e(r)8]n (1). (17)
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Fig. 5 The solid line sketches an ADWP characterized by an asymmetry A. The dotted line depicts
a symmetric double-well potential with a barrier height V, e.g., with respect to some rotational
coordinate

Here, use was made of the reduced asymmetry § = tanh[ A/(2kg T')] and the relaxation
rate

7! = 2Wcosh[A/ (kg T)] (18)

with W denoting the transition rate for vanishing asymmetry, A = 0. The rate 7!,
via W = vpexp[-V/(kgT)], can in turn be related to the barrier height V and the
attempt frequency v (typically on the order of about 103 s71).

It is important to point out that modeling of heterogeneous response requires
choosing suitable distributions for both the barrier heights V; and asymmetries A;.
However, the distributions of V; and A; cannot be chosen independent of each other,
but only in such a way that the resulting distribution of relaxation times t; = 7(V;,8;)
faithfully describes the response X;P;(¢) induced by a small step in the external field.

In order to obtain the contributions of various polarization modes P;(t) one has to
solve Eq. (17). Let us, therefore, start from an initial condition 7;(0) = N§;, which
simply refers to the equilibrium value for the population difference of a single ADWP
ni(t — oo) = N§;. Then, the linear response of an ADWP to a step field Epope (after
integration over the entire solid angle) gives P;(t) = x apwr,i Eprobe [1 — exp(—t /T;)]
with the static susceptibility x apwe; = £ NuZ(1 —83) / (kgT).

Next, let us assume that the sequence represented by Eq. (10) was implemented,
i.e., after n, cycles of a sinusoidal pump field, E(f) = Esin(£2¢,), and after a recovery
time ¢,, a probe field Epope is finally applied. For this sequence of fields and, like
before, using n;(0) = N§; as the initial condition, Eq. (17) was solved to quadratic
order in e(#) during the pump period, and in linear order thereafter. Using the NHB
protocol including the phase cycling sketched in Fig. 2 for the vertical difference one
then obtains
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t t+t,
Ay Papwe; (t) = Capwri(S;, Eprobe)XSIN(Q); exp <— p ) . (19)
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i

Here, CADWP,[(Si»Eprobe) = Eprobe N/Lé(s,z(l - 812)/[40(kB T)3] = X ADWP;i Eprobe
;—O[u618i/(kBT)]2 is a prefactor that tends to vanish for asymmetries §; — 0. The
so-called excitation profile referring to n, pump cycles is given by Xsin(2) = %
EZe"(Q,)e" (2Q1,){ 1 —exp[-27n,/(Q,)]} and e” (kQt,) = kQt,/[ 1 + (kQ,)*] with
k =1, 2. The profile is peaked at 27; = 1, which means that like for the box model,
a modification of the polarization is achieved in a frequency selective manner.

Note that the Eq. (19) can be interpreted to imply that the pump pro-
cess has shortened the relaxation time of polarization contribution ‘i’, so that
Aln(t;/s) =— 2% [erdil (kg T)]>X(R2). By virtue of Eq. (18) the reduced relaxation time
may be ascribed, e.g., to an increase in the local effective temperature due to devia-
tions from the equilibrium population difference. In the latter case, the pump process
has changed the effective occupation of the two wells of the ADWP, analogous to
the spin temperature in NMR.

If desired, based on Eq. (19) the horizontal difference AgP spwp;(#) can be cal-
culated simply by applying the general relation given by Eq. (12). A representation
of this function specific for the ADWP was given in Appendix 2 of [68].

The ADWP is one of the simplest examples of a multi-state model. While it
is straightforward to formulate generalizations to more complex models [68], it is
interesting to point out that rather involved perturbative approaches were developed
and applied in connection with the NHB protocol as well. Such approaches include
descriptions of nonlinear dipolar response in terms of stochastic dynamics [105, 110]
and of spin models [111].

Yet another approach to address the issues of homogeneous versus heterogeneous
dynamics starts from Brownian dipole oscillators in harmonic potentials [112]. By
expanding, e.g., the dipole moments in terms of normal vibrational coordinates, and
retaining only terms referring to the lowest nontrivial order, the cubic response of an
ensemble of Brownian oscillators was calculated [112]. An interesting feature of the
results is that they can be applied to resonance as well as to relaxation phenomena. In
the underdamped case, these calculations may be useful for application in the field
of terahertz spectroscopy. In the overdamped case, response functions akin to those
referring to a relaxational scenario are recovered [112].

When expanding the polarizability « rather than the dipole moment i) in terms
of the normal coordinates, applications in the areas of Raman or Kerr effect spectro-
scopies are conceivable. Then, the coupling of the responding system to the exter-
nal electrical field is described by a Hamiltonian H = —pu¢ E(f) P1(cosf) — ag
E?(t) P(cos®), where P;(cos@) denotes a Legendre polynomial of rank / [113]. With
the goal to discriminate homogenous from heterogeneous scenarios, the P,(cos6)
response was studied in the framework of the Brownian oscillators (also including
anharmonic potentials as a source of nonlinearity) [114] as well as in terms of a rota-
tional diffusion model for application to the slow dynamics of supercooled liquids
[113].
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3 Nanothermodynamics

3.1 Introduction

When combined with information from other experimental techniques, the basic
picture that emerges from NHB is that the primary response of most materials
involves thermodynamic heterogeneity from an ensemble of independently relax-
ing nanometer-sized regions. As described in Sect. 2, various models based on this
picture are used to characterize NHB, including the box model. Despite its basic sim-
plicity, the box model provides excellent agreement with all essential features found
in NHB, and other measurements involving nonlinear response and dynamic hetero-
geneity, often with no adjustable parameters. Indeed, by an accidental coincidence of
names, the box model is a prime example of the aphorism introduced by George Box
[115], and used by statisticians: “All models are wrong, but some are useful.” Here,
we seek a more deeply-rooted foundation for the box model, not only with respect
to NHB experiments but also for a general understanding of how dynamic hetero-
geneity can occur in the equilibrium response of ostensibly homogenous liquids
and solids. Therefore, in the following, we will summarize some insights provided
by the theory of small-system thermodynamics, which was originally developed by
Terrell Hill to describe finite-size effects in ensembles of nanometer-sized systems
[116-118]. By analogy, this “nanothermodynamics” has been adapted to provide
a general framework for the description of heterogeneous samples that contain an
ensemble of independently relaxing nanometer-sized regions [23, 119, 120], as stud-
ied using NHB and other techniques. Nanothermodynamics provides a fundamental
physical foundation for the box model, ADWPs, Brownian dipole oscillators, and
other models proposed to describe the thermal and dynamic heterogeneity inside
bulk samples [24, 121-123].

3.2 Thermodynamic Heterogeneity in Bulk Samples

We start by assuming dynamic heterogeneity due to distinct spatial regions that are
effectively uncorrelated during their response. This assumption is supported by sev-
eral experimental techniques that identify dynamical correlation lengths of 1-3 nm
[26, 27, 32], including some that indicate decorrelation occurs abruptly across sub-
nanometer interfaces in glassforming liquids [102, 124] and in crystals [33-35]. Fur-
thermore, computer simulations have shown that correlations between regions due
to interactions cause serious deviations from the standard fluctuation—dissipation
relation for uniform specific heat [125, 126], so that decorrelation may be necessary
to justify using Boltzmann’s factor (e~2Y/*s7) for the probability that a fluctuation
increases the internal energy by an amount AU. Empirical evidence for uniform spe-
cific heat comes from measurements of NHB, especially in the high-frequency wing
of glassforming liquids showing that the specific heat is constant over two orders
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of magnitude in amplitude and four orders of magnitude in frequency [60], unlike
the size-dependent energy fluctuations found in simulations of interacting regions.
However, we also recognize that over long enough times, the dynamic heterogene-
ity exhibited by many samples becomes homogeneous, which generally involves
exchange of energy and particles, thereby mixing the relaxation rates. Our assump-
tion is that significant correlation between regions occurs only after the primary
response is essentially complete, consistent with most measurements, and models
used to describe them. Thus, we adopt one of the requirements given by Feynman
for Boltzmann’s factor to be valid [127]: “...if all the ‘fast’ things have happened
and all the ‘slow’ things not, the system is said to be in thermal equilibrium.”

In general, dynamic heterogeneity yields statistical independence, so that the net
probability from uncorrelated regions that fluctuate and relax, independently is the
product of their separate probabilities. Specifically, if system 1 has W ways to yield
its response, and system 2 has W, ways to yield its response, statistical independence
yields W W, for the total number of ways that the combined system can give its net
response. Thus, dynamic heterogeneity implies thermodynamic heterogeneity, where
the entropy of the combined system is the sum of the two separate entropies: S+
= kg In(W W) = kg [In(W}) + In(W;)] = S| + S». NHB is one of the techniques
that can measure this thermodynamic heterogeneity directly. Because standard ther-
modynamics is based on the assumption that each system is homogeneous, with a
total entropy that cannot be subdivided, thermodynamic heterogeneity places strict
constraints on the foundation of any theory proposed to explain the heterogeneity
inside bulk samples. The box model meets these criteria by simply assuming that
the sample can be modeled by an ensemble of independent boxes, each with its own
temperature that is governed by energy absorption, heat capacity, and heat flow to
the bath. As we will show, nanothermodynamics provides the theoretical foundation
for justifying such models based on thermodynamic heterogeneity. First, however,
we review some classical treatments of thermal fluctuations inside bulk materials,
and one way to make them heterogeneous.

Theoretical treatment of thermal fluctuations was pioneered by Einstein, culmi-
nating in his theory of critical opalescence inhomogeneous liquids [128]. Einstein’s
basic idea was to include a second-order term in the Taylor-series expansion in the
probability of finding specific states: p oc e25/% where to second order, the change
in entropy is AS = (3S'/OE')AE' + % 12(3%8/3A2). Here, S is the total entropy, S” and
E’ are the entropy and energy of the heat bath, and X is an internal order parameter of
the system. Note that Boltzmann’s factor comes from the thermodynamic definition
dS'/0E’ = 1/T, while 3%S/01* < 0 is needed for stable fluctuations. Extending this
idea, Landau added a quartic term in the Taylor-series expansion to obtain a unified
theory of phase transitions [129]. Both of these theories assume that A is uniform
throughout the sample so that the theories are unable to accommodate heterogene-
ity. The Ginzburg-Landau theory for phase transitions improves on these ideas by
allowing local variations in . One way to implement this theory is to start with sep-
arate cells that have distinct values of A, then couple the cells via an interface term
to obtain a homogeneous phase [130, 131]. Thermodynamic heterogeneity can be
achieved by simply eliminating the coupling between cells, yielding independently
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relaxing regions [132, 133]. However, such spatial heterogeneity is incompatible with
standard thermodynamics, where it is assumed that each system is macroscopically
homogeneous in all of its thermal properties. Below, we use the thermodynamics of
small systems to provide a theoretical foundation for independently relaxing regions,
but first, a brief review of standard thermodynamics is provided.

The fundamental equation of thermodynamics, also known as Gibbs’ equation,
is the combined first and second laws. It is often written in terms of a differential in
the internal energy as

dU =TdS—pdV + pdN. (20)

Here, the intensive environmental variables are temperature 7', pressure p, and chem-
ical potential 1; while the extensive parameters for the system are entropy S, volume
V, and number of particles N. Equation (20) is based on several assumptions. Basi-
cally, the system must be linear, homogeneous, and large. Large implies the ther-
modynamic limit, where N — oo with V/N finite, which may apply to equilibrium
properties of bulk samples when averaged over long enough times, but not to the pri-
mary response from independently relaxing regions that usually have length scales on
the order of nanometers. Homogeneous implies all thermodynamic variables are uni-
form throughout the sample, unlike systems exhibiting thermodynamic heterogeneity
investigated by NHB and other techniques. Linear implies that the intensive envi-
ronmental variables are the linear (first-order) derivatives of the internal energy with
respect to the extensive parameters; higher-order derivatives are neglected. Neglected
terms include fluctuations involving the heat capacity, e.g., 3*(U — TS) / (3T?)ly
= —Cvy/T, as well as the quadratic and quartic contributions introduced by Einstein
and Landau. The usual argument is that for macroscopic systems, fluctuations are
negligible compared to average properties, at least when far from any phase transi-
tions. For example, relative fluctuations in energy, (AU?) / (U)* = kgT*Cy/ (U)*,
are proportional to 1/N and hence negligible as N — oco. However, energy changes
due to finite-size effects cannot be neglected in nanometer-sized systems, including
heterogeneous systems having local fluctuations that are independent of neighboring
fluctuations. Thus, nanothermodynamics provides the theoretical foundation neces-
sary for treating systems that show thermal and dynamic heterogeneity on the scale
of nanometers.

Finite-size effects alter the energy of nanometer-sized systems. In general, the
resulting internal energy can be written as

U=Nu+N"ay+N"by+co+---. (1)

Here u is the bulk energy per particle, ag governs the surface energy, by is a length-
dependent factor, c( a fluctuation term, etc. Non-extensive contributions are always
present, but they are negligible if N — oco. However, for finite-sized systems (or
fluctuations) the surface term is about 1% of the total energy when N ~ 10° particles,
while the fluctuation term is also significant for N < 1000. Including finite-size effects
in U alters the left side of Eq. (20), so that if energy is to be conserved, something
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must change on the right side. In 1962, Terrell Hill introduced the theory of small-
system thermodynamics. His theory restores conservation of energy for finite-sized
systems by adding a new pair of conjugate variables, a subdivision potential & and
the number of subdivisions 7, so that Eq. (20) becomes [116—-118]

dU = TdS—pdV + pwdN +edy. (22)

For bulk samples containing thermodynamic heterogeneity, the number of subdi-
visions (n) is essentially the number of independently relaxing regions, while the
subdivision potential (¢ = U — TS + pV — uN) yields the residual free energy from
these regions after all linear and homogeneous contributions are removed.

Hill’s theory was originally developed to treat separate small systems, such as indi-
vidual molecules or independent nanoparticles, which he conceptually combined into
a macroscopic ensemble that is assumed to obey standard thermodynamics. Using a
“different approach to nanothermodynamics™ [118] Hill’s ideas should also apply to
independently relaxing nanometer-sized regions, which naturally form a macroscopic
ensemble of small systems inside bulk samples. Indeed, nanothermodynamics facil-
itates a unique feature that is needed for conservation of energy in independently
relaxing regions. Specifically, although separate interface (a() and/or length-scale
terms (bg) from static structures inside bulk samples could be added to any Hamilto-
nian, free energy changes due to independently-fluctuating nanometer-sized regions,
e.g., ¢o in Eq. (21), cannot be accommodated by Eq. (20). Other non-Hamiltonian
contributions to free energy come from configurational entropy and single-particle
effects. In other words, although Eq. (20) is adequate for n = 1 (dn = 0) in the ther-
modynamic limit (N — 00) of a homogeneous system with uniform correlations,
Eq. (22) provides a systematic way of treating independently relaxing regions that
have contributions from configurational entropy, and unrestricted fluctuations. These
corrections become increasingly important for small regions (N < 1000), where n
is very large, approaching the total number of particles in the sample. Thus, small-
system thermal effects are crucial for conservation of energy in theoretical treatments
of independently relaxing regions.

Becausee = U —-TS +pV — uN yields the residual free energy after all macroscopic
contributions have been removed, ¢ = 0 is required by the Gibbs—Duhem relation
for linear and homogeneous systems in the thermodynamic limit—but ¢ is often
nonzero for finite-sized systems. The subdivision potential can be understood by
comparison to the chemical potential. w is the partial differential of free energy with
respect to the number of particles in an infinite system, while ¢ involves discrete
differences when a single particle is added to finite-sized systems. Values of ¢ for
several models in their relevant ensembles are given on pages 101-102 in part II of
[117]. To emphasize various unique features in nanothermodynamics, we will review
key steps in obtaining ¢ for an ideal gas of noninteracting point-like particles in two
distinct ensembles.
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3.3 Finite-Size Thermal Effects in Ideal Gases

First, consider an ideal gas in the canonical ensemble. Using the environmental vari-
ables (N, V, and T') and thermal de Broglie wavelength A o< 1//kgT, the canonical
partition function is Qy = VN/(N IA%N), see Eq. 15-59 in [117], and the Helmholtz
free energy is Fy = —kgT In(Qy). In standard thermodynamics of large systems, the
chemical potential comes from the derivative of F'y with respect to N so that —u/kgT
= 3In(Qn)/ONIry =In(VINA3) = 1/(2 N) + 1/(12 N?) +--, see Eq. (15-62) in [117].
In nanothermodynamics of small systems, the derivative is replaced by a finite differ-
ence, which improves accuracy by treating N as an integer, and by avoiding Stirling’s
approximation for the factorial, yielding —un/kpT = In(Qn+1) —In(Qn) = In(V/N Ad)
—1/N + 1/(2 N?) + ---. Thus, to lowest order, finite-size effects increase the chemical
potential by 1/(2 N). Adding similar finite-size effects to the pressure, the subdivision
potential is found from ey/kgT = —In(Qy) + N(1 — un/kgT) = N + In[N!/(1 + N)V]
(Eq. (15-64) in [117]). Indeed, even with no interactions, finite-size effects in an
ideal gas of N particles yield ey > 0, so that the free energy increases when the
sample is subdivided into independently relaxing regions. Thus, subdividing a bulk
sample into an ensemble of smaller systems is energetically unfavorable, at least in
the canonical ensemble, where the number of particles in each fluctuation is fixed at
N; an unrealistic constraint that is often assumed in standard theoretical treatments.

Now consider the same ideal gas in the generalized (u, p, T) ensemble. Note
that this is the only ensemble that allows equilibrium fluctuations inside bulk sam-
ples, where nanometer-sized fluctuations should be unconstrained by fixed N, V, or
U. Hence it might be called the nanocanonical ensemble. Assuming independently-
fluctuating regions with an average size (N), Eqs. (10-88) and (10-89) in [117]
yield the subdivision potential &yy/kgT = —In(1 + (N)). Now subdividing the
sample into independently relaxing regions decreases the free energy, opposite
to the canonical ensemble. This reduction in free energy is due to the increased
entropy from allowing unconstrained fluctuations in region size, which is unique to
nanothermodynamics. For a quantitative estimate, we integrate the subdivision poten-

tial over n(= 1/ (N)) , from the thermodynamic limit (n = 0)to 1/ (N) , giving
1/{N)
Aeny/ kg T = — f In(l1+1/n)dnp = —{1+1/(N)) [In({(N)) +In(1 + 1/ (N))].

Dividing this total O(integrated) change in free energy by the macroscopic kinetic
energy of the ideal gas (3 (N) kgT'/2) , the free energy per particle is decreased by
3.1% for (N) = 100, and decreased by 17% for (N) = 10. Thus, even for a system of
ideal gas particles with no interactions, due to the increased configurational entropy
from regions with different sizes, the free energy is decreased by subdividing the
system. Because this configurational entropy is not in the Hamiltonian, it is usually
neglected in standard statistical mechanics. Furthermore, unlike standard thermody-
namics, where all ensembles are equivalent, if finite-size effects from fluctuations
are included, the free energy depends strikingly on the ensemble, with ey > 0 for
a fixed number of particles, while 5y, < 0 if the number of particles is allowed
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to fluctuate. Standard thermodynamics does not include this significant reduction in
free energy, which drives the formation of independently relaxing regions.

From this simplified picture of an ideal gas in the nanocanonical ensemble, the
free energy decreases monotonically with decreasing system size, favoring individual
particles that are uncorrelated. For more realistic particles, inter-particle interactions
cause correlations that tend to favor larger regions due to the cost of interface energies.
Balancing these factors using the appropriate model should yield an equilibrium dis-
tribution about an average size that is consistent with experiments. A simpler model
that also yields an equilibrium distribution of finite-sized regions is for noninteract-
ing binary degrees of freedom (e.g., Ising-like spins or a binary alloy), where it is
found that the average size of independently relaxing regions in thermal equilibrium
is (N) =~ 11.07 [134]. Although this value is suggestively close to (N) =~ 10 for
the number of molecules in slow domains of glycerol as measured by multidimen-
sional NMR, it is much smaller than (N) ~ 76 molecules for ortho-terphenyl and
(N) =~ 390 monomer units for poly(vinyl acetate) [41]. Furthermore, because this
model treats only noninteracting particles, it is too simple to capture details such as
the expected temperature dependence of (N) [135]. Nevertheless, we emphasize that
nanothermodynamics provide a general paradigm for an equilibrium distribution of
independently relaxing regions, where the entropy of neighboring regions is additive
so that the dynamics is truly uncorrelated, and free energies of small regions can be
lowered by more than 10% due solely to increased configurational entropy. Thus,
nanothermodynamics provide a fundamental foundation for thermodynamic hetero-
geneity and a significant addition to any model that is proposed for describing NHB
and other measurements showing heterogeneity.

3.4 Landau-like Theory for Phase Transitions in Finite-Sized
Systems

If treated in the nanocanonical ensemble, Landau’s unified theory of phase transi-
tions provides a common explanation for several properties of supercooled liquids
[133]. The theory predicts a second-order phase transition at a critical temperature
T ., super-Arrhenius activation rates that mimic the Vogel-Fulcher—Tammann (VFT)
law, and a distribution of system sizes yielding net non-exponential relaxation that
mimics the stretched exponential. The VFT law for a characteristic relaxation time
can be written as t o« exp[DTo/(T — Ty)], where T is the Vogel temperature and
D the strength parameter. Mathematically, the VFT law can be attributed to activa-
tion energies that obey the Curie—Weiss law, which is a common feature of Landau’s
unified theory. Empirically, T is usually close to the Kauzmann temperature (7 ),
where the entropy of the liquid would become less than that of the solid if not for a
transition. Specifically for glycerol, Tx = 135 K [136] and T, = 131 K [133], both
far below the glass temperature T, = 193 K. Thus, equilibrium behavior near T is
impossible to measure directly, at least in such strong glassforming liquids, where
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D > 10 (e.g. D ~ 16 in glycerol [137]), so that T. < T,. However, various char-
acteristics of the transition can be deduced by extrapolating behavior from T > T,.
In contrast, fragile glassforming liquids have 7. ~ T, (e.g. D ~ 4.2 in propylene
carbonate), so that clear deviations from the VFT law around T, can be attributed to
finite-size effects around the phase transition [23].

Here, we outline a Landau-like theory for phase transitions in small systems.
Because of nonlinear size dependences, it is useful to expand the free energy per
particle in a Taylor series, f(A) = fo + fz)\z + f4k4, where A is the intensive (per
particle) order parameter. As in the original Landau theory, the system is assumed
to have sufficient symmetry that the expansion has only even coefficients fg, f», and
f4. For binary degrees of freedom, the quadratic term can be written as f, = %(kBT
— &3), which contains a contribution from the entropy —% kgA2, and a mean-field
interaction term —% £2A2. A similar contribution from entropy for the quartic term
yields f4 = l kgT. The canonical ensemble partition function for a system of N

particles is ZN [ e=NIC)/ksT g) Here, the integral is extended to A = 00, valid
at high temperatures ( T>T.), where A ~ 0, as most systems are relatively disordered
(small systems often fluctuate to A &~ &1 near 7). At T > T . the quartic term is also
negligible, yielding Gaussian integrals that can be evaluated to give an average energy
per particle of (ey) = — ff;'j Leaa2e NIkl ) 7y ~ LeskgT/ [N (kg T —é2)].
Note the 1/N dependence, which explains why this energy is neglected above T,
in standard Landau theory of large systems, and why subdividing the sample into
small systems lowers the energy per particle. Using the magnitude of the total energy
I[N (en) | as an activation energy in the Arrhenius law yields the VFT law, with T
= &,/kp as the Vogel temperature and D = 2 as the strength parameters—but this D
is too small for real substances.

Realistic strength parameters can be obtained using the nanocanonical ensemble
[133]. Specifically, assuming unrestricted sizes for the systems 1 < N < oo yields
the partition function I' = Y v | ZyeV#/%#T  then unrestricted numbers of indistin-
guishable systems in a supersystem 1 < n < oo yields Y = Y, I'"/n!. Now using
the average energy of a supersystem (|(E) |= kgT?dIn (") /dT) in the Arrhenius
law gives VFT-like behavior that matches measurements from various glassforming
liquids, as shown by the solid lines in Fig. 6. Including the quartic term to obtain
best fits to the glycerol and propylene glycol data yields constant values (fo — w)/kgT
= 0.0349 and 0.0323, with e,/kg = 131 and 112 K, respectively, which we now use
to deduce the average system size. Returning to the Gaussian approximation for the
integrals, the canonical partition function becomes Zy ~ e No/®T /gksT/(Nf>).
The average size is (N) & Yo% | /N e No—w/ksT ) 578 [ e=NUo=w)/kT /N
= Li_y,(e=o=w/ksTy / Liy,(e~o~m/kT) where Li(z) is the polylogarithm. Using the
constant values deduced from the data for (fo — ;)/kg T, and evaluating the functions
numerically, yields (N) & 16.9 and 18.1 particles for glycerol and propylene glycol,
respectively. (N) =~ 16.9 is already too high for the measured value from multidi-
mensional NMR (10 molecules), and the mathematical approximations become even
worse near T, where the measurements are made. Thus, this general theory does
not accurately describe such specific details. Nevertheless, a Landau-like theory for
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Fig. 6 Angell plot of logarithm of characteristic relaxation times versus inverse temperature from
measurements, theory, and computer simulations. Arrhenius behavior would be a straight line on
this plot, whereas curvature is indicative of the VFT law. Open symbols are from measurements of
the inverse frequency of the peak dielectric loss in propylene glycol and glycerol [139]. Lines come
from the activation energies of a Landau-like theory for phase transitions in finite-sized systems.
Solid triangles show the net relaxation time from Monte Carlo simulations of the Ising model, with
a local configurational entropy term based on nanothermodynamics. Adapted from Ref. [133]

finite-sized systems exhibits several features characteristic of glassforming liquids,
including: average system sizes that are within a factor of two of measured sizes,
a phase transition near the Kauzmann temperature, VFT-like activation energies,
and energy reduction from subdividing into small systems that yields an equilib-
rium distribution of system sizes that mimics measured dielectric loss spectra [133].
Furthermore, the Landau-like theory also predicts entropy changes that agree with
measured nonlinear response, at least within a factor of two [138].

3.5 Toward a Microscopic Model for the Heterogeneous
Response in Complex Systems

The Landau-like theory for small systems in the nanocanonical ensemble yields
behavior that is consistent with several features in glassforming liquids, but the
theory is not microscopic so that its parameters are most accurately determined by
measurements. Still, because the theory is based on thermodynamics, including finite-
size effects, these parameters are few and relatively fundamental, e.g., the chemical
potential and mean-field interaction energy. Models used to quantitatively simulate
NHB also require input from measurements, e.g., the VFT parameters, excess spe-
cific heat, and distribution of relaxation times in the box model. Although the notion
of ADWPs or Brownian dipole oscillators might suggest microscopic systems, these
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models require at least as many empirical parameters to obtain agreement with exper-
iments. Furthermore, because NHB tells us nothing about the physical size of the
systems, they could be individual molecules, independent plane waves, or anything
in-between. Therefore, we rely on various other techniques to learn that typical inde-
pendently relaxing systems are spatial regions, with length scales of 1-3 nm [26, 27,
32]. Thus, a typical region studied by NHB contains at least ten interacting parti-
cles, with relaxation behavior that is effectively independent of neighboring regions.
Nanothermodynamics provides the fundamental foundation for allowing thermal and
dynamic heterogeneity from such nanometer-sized systems of particles. Moreover,
nanothermodynamics guides the development of microscopic models, with the goal
of predicting observed behavior without having to use input from measurements.

The ferromagnetic Ising model for interacting binary degrees of freedom (“spins”)
is a simplistic microscopic model that yields a thermodynamic phase transition. By
adding the configurational entropy from local regions in the sample, the Ising model
gives behavior similar to that found in glassforming liquids and shows evidence
that neighboring regions become de-correlated [35]. Although the Ising model was
originally developed for uniaxial magnetic spins, it maps directly to several other
interacting systems, including uniaxial electric dipoles, lattice gases, and binary
alloys. Furthermore, regions of Ising spins have two ground states separated by a
potential barrier, which may mimic an asymmetric double-well potential when acted
on by surrounding parts of the sample. In fact, when finite-size thermal effects from
nanothermodynamics are included, this Ising model provides accurate agreement
with the thermal and dynamic properties of many substances, including ferromag-
netic materials and critical fluids [119, 126, 140], and the ubiquitous low-frequency
fluctuations that yield 1/f-like noise [134, 141, 142].

Here, we present some results from Monte Carlo (MC) simulations of a large
system of Ising spins on a simple cubic lattice. The Hamiltonian is U = -J X >
o; 0j, where o; and o; are spin alignments that may be up (+1) or down (-1), J is an
interaction energy, and the sum is over all six nearest-neighbor spins on the lattice.
This model is usually simulated in the canonical ensemble using the Metropolis
algorithm. Specifically, each MC step involves choosing a spin at random, calculating
the change in interaction energy to invert the spin (AU), then accepting the new
configuration only if Boltzmann’s factor is greater than a random number uniformly
distributed between 0 and 1:

e AU/MKT S 10, 1) . (23)

Thus, steps that decrease the energy are always accepted, whereas steps that increase
the energy are unlikely to occur at low temperatures. This standard Ising model on a
cubic lattice has a ferromagnetic transition at kg T/J = 4.51. However, the Metropolis
algorithm does not include energy changes from configurational entropy, which come
from finite-size effects in the thermodynamics, similar to the contributions to the
subdivision potential that cause the ideal gas to favor subdividing into independent
particles.
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Configurational entropy has long been recognized as an important contributor to
the behavior of glassforming liquids [121]. Configurational entropy for a system of
n noninteracting Ising-like spins, S, = kg In(W;), is easily calculated from their
multiplicity given by the binomial coefficient: W, = n!/{[3 n(1 +M)]! [4 n(1-1)]!}.
Here, the intensive order parameter is A = M/n, where the net alignment (M) equals
the number of up spins minus the number of down spins. Expanding in a Taylor series
of A to quartic order gives S, = kgn[In(2) — % - 11—2 A*]. (Note these same entropy
terms were used in the free energy per particle for the Landau-like theory.) In general,
thermal averages of the intensive quantities have a size dependence of (A2> x 1/n
and (A4) o« 1/ n?, so that these fluctuation terms yield non-extensive contributions
to the energy that must be accommodated by the subdivision potential. For spins
in a field H, the nanocanonical ensemble has intensive environmental variable
w, H, and T, so that the conjugate variables fluctuate about average values
(n), (M), and (U) . Now assume that n fluctuates more slowly than M and U, con-
sistent with NHB and other measurements, at least above the a-peak in glassforming
liquids. Next, separate the system variables into time-averaged quantities (S) and
(M) that depend on the interaction energy at fixed n, and time-dependent quantities
S, and M, that vary with the configurational entropy, but are independent of the
interaction energy under these conditions. Then, the subdivision potential for small
systems may be writtenas ¢ = (U) — T (S, +(S)) — H(M; +(M))— u (n). Recall that
¢ = 01in the nanocanonical ensemble when the sample contains a thermal equilibrium
distribution of independently relaxing regions, similar to how & = 0 when a system
contains a thermal equilibrium distribution of phonons or photons. Balancing the
quantities that depend on interaction energy gives (U) —T (S)—H (M) —u (n) =0,
yielding the Gibbs—Duhem relation for macroscopic (time-averaged) behavior. The
remaining (time-varying) term is: HM; + TS, = 0. In zero applied field there is no
external work, but still, something must balance changes in S, during equilibrium
fluctuations if energy is to be conserved. Two possible mechanisms are: work done
against an internal field from neighboring regions, or work done on the thermal bath
when the configurational entropy changes. The second mechanism is analogous to
the work done on the thermal bath when an ideal polymer of noninteracting links
is straitened, which can be measured as an increase in temperature when a rubber
band is stretched [143]. In any case, some sort of internal work must be done during
equilibrium fluctuations to balance the change in entropy. The Metropolis criterion,
Eq. (23), comes from conservation of interaction energy. However, to ensure conser-
vation of total energy, including contributions from configurational entropy, a second
criterion is required. The second criterion can be written as

B mSks > 0, 1), (24)

where So = kgln{n!/[(n/2)!]?} is the maximum configurational entropy in the region.
Note that to facilitate faster dynamics in practical simulations, a Kronecker delta
function from the local energy is included in the exponent of Eq. (24) [35].
Equation (24) accommodates local configurational entropy in the Ising model and
yields VFT-like activation energies shown by the solid triangles in Fig. 6 that mimic
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Fig. 7 Semilogarithmic plot of magnetization as a function of time after removing an applied field,
at five temperatures given in the legend. Solid symbols come from MC simulations of the Ising
model with entropy from cube-shaped regions containing n = 4096 spins. Time is given in MC
sweeps (MCS), the unit of time for N attempted MC steps in a simulation of N spins. Solid lines
are fits to the simulations using the stretched exponential function, yielding stretching exponents
that range between 8 = 0.50 and 0.78

the behavior of glycerol. Although these simulations use the entropy from cube-
shaped regions containing n = 4096 spins, much larger than the value of (N) &~ 10
measured by NMR, this difference could be due to the inadequacy of binary spins
to simulate classical dipoles. As a function of time, Fig. 7 shows that this model
yields net relaxation that mimics the stretched exponential, with stretching expo-
nents of B = 0.5-0.8 that encompass the usual range found for supercooled liquids.
Moreover, Fig. 8 shows that individual regions in the microscopic model exhibit
large jumps when the configurational entropy is near its maximum value S, ~ S,
interspersed by small steps due to entropic trapping when S; < Sy. Similar jumps
and steps for the rotation of individual dipoles in supercooled liquids are deduced
from multidimensional NMR [144], as shown in the inset of Fig. 8. The Ising model,
with configurational entropy needed to conserve total energy, provides a simplified
but microscopic picture for measured thermal and dynamic response of glassform-
ing liquids. Indeed, using only microscopic parameters as input, simulations of this
model exhibit VFT-like activation energies as a function of temperature, and net
stretched exponential relaxation as a function of time, including jumps and steps in
the relaxation of individual regions that mimic measurements.
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Fig. 8 Semilogarithmic plot of normalized magnetization as a function of time after removing an
applied field, from simulations similar to those in Fig. 7, but at a single temperature of kg 7/J = 4.8.
The solid line is the net response from 81 regions, each containing 4096 particles. The dashed line is
afit to the net response yielding the stretched-exponential function given in the legend. The symbols
show the response from 10 of the 81 regions, showing that the net response hides many details in
the response of individual regions. The inset shows the behavior deduced from multidimensional
NMR for individual molecules in glassforming liquids [144], which also exhibit jumps and steps,
reminiscent of the simulations

4 Experimental Details

4.1 Dielectric Hole Burning

Although nonlinear response is required to distinguish between homogeneous and
heterogeneous scenarios, strong nonlinear effects can cause unwanted deviations
from equilibrium response. Hence, early in the development of NHB, it was recog-
nized that the technique should utilize minimal nonlinearity, involving the smallest-
order nonlinear terms in a suitable expansion of the response in powers of the pump
field. For DHB, the nonlinear dielectric relaxation of small-molecule liquids was
expected to be small [145] and thus for them, this constraint is easier to fulfill
than, e.g., for the highly polar relaxor ferroelectrics. Using typical values of dipole
moments, e = 1 D, temperatures, T = 150 K, and electrical field strengths, E
=1 kV/50 pm = 200 kV/cm, the ratio of dipolar to thermal energy, peE/kgT,
is only of the order of 0.032. Thus for supercooled liquids, only relatively small
DHB effects are to be expected. The considerations in Sect. 2 suggest that under
these challenging conditions, samples suitable to perform the dielectric variant of
this experiment should fulfill a number of conditions, which are as follows:

(i) Inthe studied temperature range, the dielectric loss, more precisely, the product
of loss and the square of the applied field, should be large to maximize the
energy absorption.
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(i) Relaxation times should vary rapidly with temperature to achieve large changes
in the dynamics from the moderate effective temperature change of the degrees
of freedom addressed by selective excitation.

(iii) The specific heat of those degrees of freedom should be small.

Thus, (i) high-loss and (ii) fragile supercooled liquids, such as propylene car-
bonate, were chosen for early implementations of DHB. For typical glass formers,
(iii) does not provide a particularly useful criterion for optimization, since near the
glass transition the configurational specific heat does not differ all that much from
liquid to liquid. Of course, for decoupled degrees of freedom such as those related to
B-relaxations or ionic motions that are typically addressed below the glass transition
temperature, the relevant specific heat will be much smaller. Furthermore, the appli-
cation of large electric fields can easily lead to effects of dielectric breakdown. Thus,
high-voltage-induced sample failure is often a limiting factor, even when using thor-
oughly polished electrodes and with edge effects carefully avoided. If only relatively
small nonlinear signals are available a number of issues become important not just
regarding the sample but also regarding the apparatus. For a successful implementa-
tion of DHB, careful consideration needs to be given to items such as

(i) The excitation profile of the pump should be substantially narrower than any
single-exponential contribution to the relaxation peak that has a full width at
half maximum of 1.14 decades.

(i1) Short persistence times of spectral holes require fast detection schemes.

(iii) The small nonlinear response will be overlaid by a large unwanted linear after-
effect of the pump.

(iv) A small increase in effective relaxation rate can be viewed to correspond to a
small increase in effective temperature. Yet an overall dielectric heating of the
sample is to be avoided.

(v) Large electrical fields can lead to an electrode spacing that due to effects of
electrostriction can change with time.

To address item (i), let us note that the sinusoidal excitation sketched in Fig. 2
provides optimum selectivity for a given pump length. If (ii), the persistence time
of the spectral holes is short, then a fast probing scheme is required. This can be
implemented by the field step illustrated in Fig. 2, which allows one to record the full
spectrum in single sweep. To eliminate unwanted polarization signals (iii), a phase
cycle inspired by NMR has proven indispensable. The field sequence and phase
cycling can be implemented using an arbitrary waveform generator in conjunction
with a sufficiently fast high-voltage amplifier. On the detection side, which was
implemented using a modified Sawyer-Tower circuit, it is mandatory to employ a
high-impedance electrometer amplifier.

Item (iv) is particularly demanding. It implies that one should keep the tem-
peratures stable over the extended timescales required to perform a full phase
cycle. With fictive temperature changes of the order of only a few millikelvin,
a temperature stability on the order of ~1 mK is advisable, which can be
maintained, e.g., using a well-regulated closed-cycle refrigerator. To minimize
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overall sample heating during the (local) energy input from the pump process
, it is necessary to keep the electrode separation relatively small (usually 10-50 pm)
[94]. As emphasized early on [50, 62], see also Sect. 1.1, it is important to ascertain
that the local energy input does not lead to a spatial modulation of the heat-bath tem-
peratures within the sample. Otherwise, subsequent to the pump process, effects of
thermal conductivity would lead to an equilibration on timescales much shorter than
typical hole persistence times. Conversely, one may argue that successful observation
of spectral holes in the nonresonant dielectric response implies that such effects are
not necessary to consider in the present context [62].

The required small electrode spacing necessary to avoid extraneous heating effects
and to facilitate large pump fields is usually enforced by using rigid inserts, such
as rod-like fibers, micron-sized spheres, or thin insulator rings. Otherwise, in the
presence of large electric fields the electrodes, if not sufficiently rigid, can “breath”
or simply squeeze soft sample materials, during the ac excitation. Given the finite
mechanical modulus of the sandwiched sample, seemingly nonlinear contributions
to the polarization response may arise, which can be magnified by electrostrictive or
piezoelectric samples [62, 81].

4.2 Magnetic Hole Burning

Magnetic hole burning (MHB) provides another example of the versatility and power
of the NHB technique [61]. Like DHB, MHB involves a large-amplitude, low-
frequency pump oscillation followed by a small probe step, but the field is magnetic
instead of electric. A sketch depicting a typical set of field sequences is shown in
Fig. 9, which includes the phase cycling and background-removal processes. Mag-
netization as a function of time after the probe step is usually measured using a
high-speed SQUID magnetometer. To minimize background drift, it is best to have
the magnetization measured in zero applied field, so that the probe step is usually
from a small value to zero field, different from the situation in Fig. 2, where the step
is from zero to a small value. Specifically, each sequence in Fig. 9 includes a large
pump oscillation with the same amplitude and phase, but one has a small positive
initial offset, and the other has a small negative initial offset. The offset is abruptly
removed following a recovery time (¢,) after the pump oscillation, so that subtract-
ing the two responses yields the linear response of a sample that had been modified
nonlinearly by the pump oscillation, then aged for a controlled recovery time.

One advantage of studying MHB is that the spin degrees of freedom in spin
glasses are found to have specific heats that are about a million times smaller than
those for dielectric degrees of freedom in glassforming liquids. Thus, a single pump
oscillation of 100 Oe can cause the local effective (spin) temperature to change by
2 K. Furthermore, spin-glass transition temperatures are often an order of magnitude
lower than liquid-glass freezing temperatures so that such large changes in spin
temperature have an even larger effect on the dynamics. Another advantage is that
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Fig. 9 Sketch of applied magnetic field as a function of time for magnetic hole burning. First,
the sample is equilibrated at the measurement temperature in a small field that is positive (upper
oscillation and constant offset) or negative (lower oscillation and constant offset). Solid lines show
a large pump oscillation, followed by a recovery time ¢, then a small step to zero field. Dashed lines
show the field for measuring the response with no pump oscillation. Magnetization is measured as
a function of time for up to 9 orders of magnitude, from about 10~ to 10* s after removing the
small field, using a high-speed SQUID magnetometer

there is no magnetic analog of dielectric breakdown so that much larger magnetic
fields can be applied without concern for sample survival.

4.3 Modulus Technique

For pump frequencies €2 that exceed the loss peak frequency (wmax) of the system by
more than a factor of about 100, the sensitivity of a polarization response to a field
step, i.e., of £(¢), to pump-induced modifications is poor, because £(t) is nearly time-
invariant for times that are short compared with the average response time. A remedy
to the resulting small hole amplitudes is to probe the dielectric behavior by a charge
step rather than using a field step, as relaxation M(¢) after a charge step approaches
steady state more rapidly than retardation e(¢) after a field step [97, 98, 146]. Regard-
ing the linear averages of the relaxation (tyr) and retardation (t) times, in Sect. 2.3
it was already pointed out that the effect amounts to (7) / () = €0/&s , and is
thus more pronounced for polar materials with &5 > €4 [99]. The resulting polar-
ization under constant charge conditions is linearly related to the electric modulus,
M) =1 /&(w), which can be measured directly in terms of the time-dependent field
while the charge or dielectric displacement remains unchanged. As shown in Fig. 4,
this detection method provides enhanced sensitivity to pump-induced modifications
at the higher pump frequencies [80].
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Fig. 10 Schematic representation of the circuit used for measuring DHB with the modulus type
detection of dielectric polarization. The relay connects the sample to the voltage source for applying
the burn voltage, for the duration of the waiting time, and for creating the charge step. Subsequently,
the sample is connected to the electrometer circuit which measures the voltage as a function of time,
ideally without loss of charge. Adapted from Ref. [60]

In order to realize measuring the time-domain modulus subsequent to a charge
step, a high-impedance relay is employed to connect the sample capacitor to the
voltage source during the pump and recovery cycle, see Fig. 10. Subsequently, a
voltage step is applied to the sample and the relay immediately disconnects the
sample from the voltage source and connects it to a high input impedance electrometer
circuit. Due to the input characteristics of the operational amplifier (R;, = 10" €,
Ipias < 70 fA) and the high relay impedance (R > 10'* ), the capacitor charge
remains virtually constant for the duration of detecting the voltage across the sample
capacitor, 1 ms to 100 s [60, 82]. Voltage signal generation, relay action, as well as
recording the step response in quasi-logarithmic time steps is under software control,
such that data for entire phase cycles can be acquired in an automated fashion.

5 Dielectric Hole Burning

An extensive list of references describing experimental studies of DHB is given in
Sect. 1.2. Below, we focus on the primary dielectric relaxation and high-frequency
wing in two small-molecule glassforming liquids, propylene carbonate, and glycerol.
Figure 11a shows that the primary response of glycerol is relatively narrow, and the
same holds for many other glass formers such as propylene carbonate or 2-picoline.
As an example of a broader response, Fig. 11b features the dielectric loss spectrum
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Fig. 11 aDielectric loss ¢”/(w) and field normalized peak amplitudes of horizontal holes, AH pax (;
= 0), plotted against the reduced logarithmic frequency scale, logjo(wtyn). The dashed line is a
Havriliak—-Negami (HN) fit with exponents o = 0.95 and y = 0.58. Horizontal hole amplitudes
AH max (0) are normalized to a common reference field. The horizontal line represents an amplitude
of 0.095, the AH ax(0) data are characterized by 0.095 4 0.013 across the relative burn frequency
range 1 < logjp(wtyn) < 5.3. b Double-logarithmic representation of dielectric loss spectra of
glycerol [60] and of 50% picoline in tri-styrene. Adapted from Ref. [66]

of a binary mixture of 2-picoline (T, = 132.7 K) in tri-styrene (molecular weight
M, = 370 g/mol, T, = 233 K) [66]. One recognizes that in comparison with pure
substances, the mixture is not only much broader but also characterized by a lower
amplitude of the maximum loss. It should be emphasized that the dielectric response
of this mixture is dominated by that of picoline (e = 2.1 D) with the maximum loss
in pure tri-styrene about two decades smaller than in picoline [66]. The challenge
posed in DHB studies by low dielectric loss levels, and hence, low pump-induced
energy input, has to be dealt with not only in binary glass formers of the type referred
to in Fig. 11b but also when performing experiments far off the dielectric loss peak
in the regime of the so-called excess wing, as shown for glycerol in Fig. 11a.

The present section is structured with respect to various phenomena in order to
facilitate their comparisons in different glass formers or with respect to different
relaxation phenomena: In Sect. 5.1 results for vertical and horizontal spectral holes
are presented, then in Sect. 5.2 the amplitudes and the frequency positions the spectral
holes are dealt with, and in Sect. 5.3 their recovery is discussed.
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5.1 Horizontal and Vertical Spectral Holes

The supercooled liquids glycerol and propylene carbonate fulfill many of the require-
ments to achieve large DHB signals, see Sect. 4.1, and were the first liquids studied
using this technique [51]. Figure 12 depicts experimental results obtained for propy-
lene carbonate slightly above its calorimetric glass transition. In panel (a) we com-
pare the equilibrium step response together with a phase-cycled response recorded
subsequent to applying a single pump oscillation for three different pump frequen-
cies, Q2. The phase cycling scheme is necessary to cancel the undesired large linear
polarization aftereffect due to the pump so that at short and long measuring times
the equilibrium and modified responses agree. However, differences arise for suit-
ably chosen pump frequencies at intermediate times. The inset in Fig. 12a illustrates
how the horizontal and vertical differences are obtained, as displayed in Fig. 12b, c,
respectively. In panel (b), the amplitude of the vertical difference Aye(¢) is seen to
be strongly dependent on 2 while its position is less sensitive to the pump frequency.
This difference can be viewed as a direct demonstration of frequency selective input
of energy. Even more impressive are the horizontal holes, Age(7). One recognizes
that the spectrally modified responses are most pronounced for low pump frequencies
at long times and for high pump frequencies at short times. Thus, these data readily
reveal one of the basic hallmarks expected for heterogeneous response. Conversely,
in the presence of a homogeneous scenario a pump-induced energy input is expected
to shift the entire relaxation function &(#) uniformly along the time axis to the left, i.e.,
to shorter times. Hence, for homogeneous relaxations a Aye(f) pattern is expected
that is in contrast to the experimental observations. The Agye(?) representation is
unique in enabling one to distinguish homogeneous from heterogeneous responses
directly on the basis of the raw data for a single pump frequency 2. With the response
probed at several 2 such a model-free distinction is possible using Aye(z) data as
well.

According to Egs. (7) and (12) horizontal differences Aye(f) may be expressed
in terms of changes in fictive temperature 7';. The maximum change in 7; that may
be inferred from the data in Fig. 12c is on the order of 60 mK which is much larger
than the typical temperature stability of a few millikelvin that was maintained in
these experiments. It has been emphasized that changes in 7'; should not be confused
with effects of local heating in the thermal bath [94]. Estimates show that enhanced
local bath temperatures, implied within such a picture on nanoscopic length scales,
would readily equilibrate within timescales much shorter than microseconds [64].
None of the NHB experiments carried out in the last 25 years has accessed this time
regime. In other words, the observed NHB effects cannot be due to local heating
in the thermal bath but must be associated with extra energy in the slow degrees of
freedom. This notion is compatible with quantitative descriptions of the data such
as those shown in Fig. 12, in terms of a local fictive temperature for the box model
[51] and other approaches [105].

DHB in the range of the a-relaxation peak has also been performed for glyc-
erol and yielded data similar to those presented in Fig. 12 for propylene carbonate.
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Fig. 12 Dielectric function &(f) of propylene carbonate: a Solid lines show the equilibrium
response, while dashed lines show the responses modified by a single pump oscillation, with the
lower and upper pair of curves offset (by £5) for clarity. Symbol shape identifies the frequency
(given in the legend) of each pump oscillation of 900 V across a 50 um thick sample. The inset in
(a) illustrates how the vertical and horizontal holes are calculated. The vertical holes, Aevy (¢) shown
in panel (b), are obtained from the modified amplitude minus the equilibrium amplitude at each
time. The horizontal holes, Aey(¢) shown in panel (c¢), are obtained from the logarithmic difference
between the equilibrium and modified response times at each amplitude. Adapted from Ref. [51]

Rather than reproducing these data for glycerol here, we will now turn to the fre-
quency range above the o peak in which a pronounced excess wing is observed, see
Fig. 11a. In the corresponding frequency range, the dielectric losses are small and
in order to achieve a sufficient signal-to-noise ratio, the modulus technique detailed
in Sect. 4.3 was employed. An example for such a DHB measurement is depicted
in Fig. 13 for glycerol at T = 187.30 K, where the characteristic time constant of
the dielectric retardation is Ty = 285 s, as obtained from a Havriliak-Negami fit
to the low-field loss profile, ¢/(w). The results are represented as both the vertical,
AM (1), and the horizontal, AH(t), hole for a pump frequency of 2 = 1.26 s~!, which
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Fig. 13 Vertical and horizontal dielectric holes in glycerol at T = 187.30 K, with the AH data
obtained from the AM (¢) measurements using Eq. (12). The data were obtained using a pump field
Epump = 90 V/6.4 um, a pump frequency 2 = 27 x 50.2 Hz, n, = 6 pump cycles, and a recovery
time 7, = 1 s. Adapted from Ref. [82]

is about 2.5 decades higher than the loss peak position, see red triangle in Fig. 11a
positioned at log;o(Qtyn) = 2.55. In this situation, Fig. 4 suggests that the effect
in terms of M (¢) exceeds that of e(¢) by a factor of about 5. Clearly, the horizontal
‘hole’ signal AH(t) becomes very small at short and long times relative to the peak
att = 1 s. This is a clear indication of spectral selectivity, as this feature had not been
forced by normalization. The lines in Fig. 13 demonstrate the favorable agreement
between experiment and the box model, as these have been calculated as outlined in
Sect. 2 with no adjustable parameter [82].

For the binary mixtures with their small dielectric losses, cf. Figure 11b, suf-
ficient signal-to-noise ratio was achieved by applying large fields of up to Epymp
= 550 kV/cm without experiencing dielectric breakdown [66]. Following the stan-
dard phase cycle and adapting the voltage to optimize the signal quality, the spectral
holes shown in Fig. 14 were obtained. Pump frequencies were incremented in steps
of about half a decade and one recognizes that the times of maximum modification
t, at which the minima in the spectral holes appear, follow this step size in 2. This
directly demonstrates spectral selectivity and dynamic heterogeneity and was also
to be expected on the basis of the rather flat loss spectrum shown in Fig. 11.

A closer look at the hole widths reveals that they are broader than those apparent for
neat liquids (cf. Figs. 12 and 13), indicating that these spectra contain a component
that is homogeneously broadened. This impression is confirmed quantitatively by
the data shown in Fig. 15. In addition to the experimental data, this figure features
calculations based on the assumption that each relaxation mode ‘i’ is characterized
(i) by an exponential relaxation P; o< exp(—t/t;) which does not fit the experimental
data or (ii) by an intrinsically stretched function P; o< exp[—(¢/z;)#"], cf. Eq. (15),
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Fig. 14 Vertical spectral holes for a mixture of 50% 2-picoline in tri-styrene measured at 7 = 161 K
after n, = 1 pump cycle with frequencies (from left to right) of /27 = 10, 3, 1, 0.3, 0.1, 0.03, and
0.01 Hz. Here the data are inverted to make them look like “holes.” Lines represent calculations
employing the box model (assuming intrinsically exponential behavior). Adapted from Ref. [66].
Courtesy of T. Blochowicz
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with a Kohlrausch exponent B, = 0.62. The calculations based on the latter approach
are seen to capture the observed hole broadening much better [66].

5.2 Frequency-Dependent Amplitudes and Positions

After having dealt with the width of the spectral holes, let us now discuss their
amplitudes as a function of the pump frequency 2. Horizontal holes referring to the
primary relaxation are shown in Fig. 12c and one recognize that their depth Ay e,,(€2)
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Fig. 16 Symbols represent pump-frequency-dependent vertical hole amplitudes Ay &,,(€2) normal-
ized by Aye,, (/21 = 0.5 Hz) = 4.8 x 1073 of glycerol as measured at 194.7 K with n, =1 and
Epump = 1.2kV/50 wm. The dashed line represents the dielectric loss spectrum &”(w) (in arbitrary
units) measured at the same temperature [147]

does not vary much with 2. This feature, which is in accord with the box model, may
be assessed even better from, e.g., Fig. 10 in Ref. [64] and Fig. 3b in Ref. [92]. In
any case, near the maximum of the dielectric loss peak, the vertical hole amplitudes
are much more sensitive to €2, as is evident for propylene carbonate from Fig. 12b.
For glycerol the hole amplitudes Avye,,(£2) as measured near 195 K are shown in
Fig. 16 [147]. When comparing with the conventional dielectric loss spectrum &” (v)
measured at the same temperature, one recognizes that Avye,,(€2/2) is peaked at a
frequency that is somewhat higher than that of ¢”(v). Alternatively, one could say the
pattern somewhat resembles the later nonlinear work [67] which demonstrated that
under strong ac irradiation the resulting (nonlinear) dielectric loss is significantly
enhanced only on the high-frequency flank of the (linear) loss spectrum, &”. An
advantage of this experiment done purely in the frequency domain [67], which is now
highly developed [81], is that the modification is probed directly during irradiation,
while the early measurements of Avye,,(2) capture its effect only after a varying
amount of recovery has occurred. Quantitative amplitudes for Aye,,(€2), including all
aftereffects, are still fully captured by the box model. In fact, in Fig. 4 corresponding
calculations are shown that refer to glycerol, but at a slightly lower temperature than
the one used for Fig. 16. A similar but broader Ave¢,,(£2) pattern than the one shown
in Fig. 16 may be inferred from the data in Fig. 14.

Regarding the excess wing, the amplitudes of the horizontal holes (for an example
see the glycerol data in Fig. 13) are independent of €2, see Fig. 11a. Intuition might
suggest that the amount of fictive temperature change (and thus the horizontal hole
amplitude) should decrease with increasing €2, because the loss and power absorbed
are reduced. Over the frequency range of Fig. 11a, ¢”(w) diminishes by two orders
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of magnitude while 2 increases by four orders of magnitude, yet no systematic
changes in AH,.x are observed. The explanation of this feature is part of the box
model, namely that C,(w) traces the frequency dependence of the dielectric loss,
leading to an increase of the fictive temperature that is largely independent of €.
This observation provides a strong validation of the box model assumption of a
constant heat capacity per molecule (in other words, each molecule contributes the
same amount to the local heat capacity of the slow degrees of freedom). By contrast,
vertical hole amplitudes will become smaller at higher pump frequency because
the slope dloge”/dlogw will eventually decline, see the dashed extrapolation of the
power-law behavior indicated in Fig. 11a.

Comparing the positions of the holes in Figs. 12b and 14, major differences
become apparent. In particular, this concerns the pump frequency variation of the
times of maximum modification, t,,. To allow for a better comparison of the €2-
dependent hole shifts, Fig. 17 shows the time of maximum modification ¢, as a
function of the pump time 7, = 27t/S2 for several glass formers. The very small shift
of #,, with 7, seen there for propylene carbonate follows a power law, #,, « 1;;, with
an exponent of only « = 0.3. The other end of the scale is set by the binary liquids
containing 50% picoline for which @ = 1 was reported [66]. The same behavior,
tm = tp, is also found to describe the positions of the vertical holes pumped in the
excess wing of glycerol [60], while « = 0.4 characterizes the regime of the structural
relaxation in that glass former.

In fact, these differing exponents reflect the differing widths in the distributions
of relaxation times of the addressed degrees of freedom. If there is no distribution
(e.g., a Debye-type or homogeneous process prevails), the hole positions will not
depend on €2 at all. With the degrees of freedom responding (or being modified) on
the timescale on which they are perturbed, the exponent « = 1 becomes plausible in
the limit of very broad distribution widths.

An analogous ?,(#,) pattern is evident also from DHB studies of solids. For
lanthanum-modified lead zirconate titanate (PLZT) the exponent is o = 0.5 [74].
For lead magnesium niobate based relaxor ferroelectric (PMN) o = 1 [71] and from
the data for Ca?* doped strontium titanate (Srg.99sCag 992 TiO3), a diluted relaxor [72],
a similar exponent can be inferred. An even more interesting behavior is displayed
by the calcium—potassium nitrate glass 2Ca(NO3),.3KNO;3 at 7 = 300 K, i.e., about
33 K below its glass transition temperature [69]. Here, a DHB study employing the
modulus technique yielded a power law with & = 0.5 on the high-frequency flank
of the dielectric loss peak, while for frequencies below the peak (a region mostly
masked by dc conductivity) the hole positions were found to be independent of 2
(or t,) so that o = 0. This latter homogenous behavior was rationalized in terms of
a spatial averaging over the heterogeneity of local ion diffusivities that occurs if the
pump period is very long with respect to the ion hopping time. The latter can be
estimated to be close to the inverse loss peak frequency [69].
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Fig. 17 Times of maximum modification #,, at which vertical hole positions occur as a function of
the pump time ¢, = 27t/Q2. Examples include (a) the primary relaxation of propylene carbonate [51],
the main processes of glycerol and several binary mixtures [66], as well as (b) the high-frequency
wing of glycerol [60]. The lines represent #,, o« 2~ behaviors. In both frames the solid lines
indicate t,, = Q1. Figure adapted from Refs. [60] and [66]

5.3 Hole Recovery

By increasing the time interleaved between pump and probe, cf. Fig. 2, during which
the external field is constant (typically it is set to zero), the spectral holes will refill. As
an example in Fig. 18a we present horizontal spectral holes measured for propylene
carbonate using different recovery times ¢,. One recognizes that within experimental
uncertainty, the shape of the spectral holes does not change significantly during ¢,.
Analogous data were obtained for other pump frequencies and for other temperatures
[62, 64]. The hole depths were analyzed, with results collected in Fig. 19a, which
allow for several remarkable observations: (i) The recovery is pump frequency inde-
pendent which is plausible in view of the rather narrow distribution of relaxation
times characterizing this van der Waals liquid. (ii) The recovery takes place on the
timescale of the primary (a) relaxation (corresponding data are added to Fig. 19
as dashed line). This finding is plausible as well since the peak relaxation sets the
longest timescale relevant in (most) supercooled liquids and certainly in propylene
carbonate. (iii) The recovery of the horizontal holes is compatible with a single
exponential (solid lines), Aye,(f,) o exp(—t,/t,), where T, denotes a characteristic
recovery time, sometimes also called a refilling time or hole lifetime.
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A similar analysis was performed also for the vertical holes that are presented in
Fig. 18b and the ¢, dependence of the hole amplitudes is summarized in Fig. 19b.
Essentially, most observations for the vertical holes mimic those obtained from the
horizontal holes. In particular, there is no significant variation in the shape of the
holes during recovery. A difference in the behavior of the horizontal holes seems to
be that the vertical holes do not recover in an exponential fashion. The #,-dependent
hole depths Ave,,(¢,) follow more closely the time dependence of the properly scaled
linear polarization response function.

For another quantitative comparison of hole recovery data and box model predic-
tion, we turn again to the DHB results obtained for glycerol using the M (¢) technique
with pump frequencies that exceed the loss peak frequency considerably. Figure 20a
shows hole recovery data for various pump frequencies, and the timescale of recov-
ery clearly changes with Q2. The dependence of the characteristic recovery time t,
on the reciprocal pump frequency (1/€2) is compiled in Fig. 20b, showing that t,
~ 10t,. In both panels of Fig. 20, solid lines represent predictions of the box model
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with no adjustable parameters. Consistent with the model, hole recovery is governed
by modes with time constants somewhat longer than 1/€2.

It is instructive to compare these recovery results with those for liquids displaying
very broad dielectric loss peaks for which the binary mixture of 50% picoline in tri-
styrene is an example [66]. Figure 21 summarizes vertical holes for this liquid that
were recorded for arange of recovery times. One recognizes how, for increasing 7, the
position of the minima shifts to longer times. This behavior is expected on the basis
of the box model considering that modes appearing at shorter times should recover
faster. In fact, the solid lines in Fig. 21 were calculated using a variant of this model
in which intrinsically non-exponential behavior was included [66]. Furthermore,
in that reference, it was demonstrated explicitly that an additional significant hole
broadening does not emerge during recovery. Thus, it was concluded that mechanisms
such as spectral diffusion are not operative in these experiments.

The ¢,-dependent depths of the vertical holes obtained from experiments carried
out at three different pump frequencies are summarized in Fig. 22. The experimental
data were found to be compatible with calculations using the box model including
intrinsic nonexponentiality (Eq. (15) with 8j, = 0.65) [66]. The hole depths them-
selves were described using a suitably adapted Kohlrausch function

Av P, (L, 2) o« expl—(t, /7)1, (25)
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Fig. 20 a Normalized peak hole amplitude, AM pax (fw)/ AMmax(0), as a function of the recovery
time ¢, measured for glycerol at 7 = 187.30 K. In the order from top to bottom, different symbols
refer to different pump frequencies: /2 =0.02,0.06, 0.2, 0.6, 2, and 6 Hz. The lines are calculated
results from the box model. To improve clarity, symbols and lines are incrementally offset by +0.5.
b Hole lifetimes 7, determined as the ‘1/e’ times from data in (a), plotted versus the pump frequency
Q. The symbols are the experimental results, the solid line reflects the box model calculation. The
dashed line shows 7, versus €2 to illustrate the relation 7, & 10 ¢,,. Adapted from Ref. [82]

Fig. 21 Recovery of vertical
holes in a binary glass
former. The solid lines are
calculations using the box
model including intrinsic

nonexponentiality. Adapted =

from Ref. [66]. Courtesy of % 04

T. Blochowicz o
o

0.2

0.6 50% picoline

| Q2n=1Hz ¢ in tri-styrene |
o8l tt=1ms..3s '-',:ﬁ-’~ T=161K |
-3 -2 -1 0 1

log1o(t/s)



Nonresonant Spectral Hole Burning in Liquids and Solids 171

50% picoline
in tri-styrene
T=161K

AQn(t) / ADr(0)

logro(t,/s)

Fig. 22 Recovery of vertical holes pumped at 0.1, 1, and 10 Hz in the response of a binary glass
former. Symbols were determined at the time of maximum modification. Thin dashed lines represent
recoveries as calculated using the box model with Bj, = 0.65, cf. Eq. (15). The calculations result
in stretched-exponential recovery functions with a Kohlrausch exponent of 0.56. For comparison
the very broad linear step response function is added as thick solid line. Adapted from Ref. [66].
Courtesy of T. Blochowicz

with a characteristic recovery time 7, ~ 6/Q2 and § = 0.56 (so that  (z,) ~ 10).
Also included in Fig. 22 is the almost logarithmically decaying linear response of
the binary glass former [66]. Interestingly, this comparison of broad linear response
and narrower recovery shows the finite excitation width of the pump process and that
the subsequent recovery only concerns the degrees of freedom that were selected by
the pump irradiation.

For the DHB data shown in Fig. 22 the hole depths were read out at their actual
minimum which is simple to determine experimentally. Alternatively, one may argue
the degrees of freedom modified most by a specific pump frequency are those which
give rise to the vertical holes at t, — 0 at their initial position #,, = t,, 9. In the absence
of a coupling of degrees of freedom referring to different spectral positions—or put
in terms of the box model: an absence of a cross-coupling of the boxes [64] which in
all modeling performed so far is found to be consistent with experimental data—it
may be preferable to read out the hole amplitude at #,, o for all recovery times. For
liquids with a relatively narrow primary relaxation, this may not be an issue at all
since the holes do not show a significant shift with recovery time. This is obviously
different for the vertical holes depicted in Fig. 21 and was analogously observed
for some relaxor ferroelectrics [73, 74]. It appears, however, that Ay P, (t;,t,,) and
AvyP(t,t,0) were quantitatively compared only for the PLZT [74] and PMN [73]
relaxor materials that both exhibit very broad polarization responses. For PLZT it
was found that the recovery measured (i) at constant time £,, o proceeds about a factor
of two faster than when (ii) reading out at #,,(¢;); for PNM a slightly larger factor was
found [73]. On a qualitative level, such differences may be inferred directly from the
data in Fig. 21. A shift of the hole pattern to longer detection times together with
hole shapes that do not change with ¢, necessarily implies faster recovery in case (ii).
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Recovering horizontal holes were not reported for the binary mixtures, but were
studied for the relaxor PMN that is also characterized by a very broad response
[73]. Interestingly, for this example, a shift of the time ¢#,, of maximum modification
did not occur as t, progresses. Nevertheless, the characteristic recovery time t,
assessed on the basis of AgP(#,t,,0) data was found to agree with 7, determined
from Ay P,,(t:.t,). This observation seems to provide some justification for analyzing
recoveries also in terms of vertical holes.

Finally, it may be asked on which factors the characteristic recovery time may
depend. On the one hand, for propylene carbonate and glycerol, it is obvious from
Fig. 19 that ¢, is essentially given by the relaxation time corresponding to that of
the o peak. This consideration appears to apply to the supercooled plastic crystal
cyclooctanol as well [68]. On the other hand, for the binary glass former, below
Eq. (25) it was stated that (t,) & 10/ Q or, expressed in terms of the pump time, () &
Rt, with R ~ 10. Figure 23 shows that more or less the same factor characterizes
the recovery of holes pumped in the excess wing of glycerol [60]. At frequencies
that exceed the loss peak position by at least an order of magnitude, the probability
density g(t) of time constants becomes relatively flat. Furthermore, the actual g(7)
profile is less important in this high-frequency regime. Then, the characteristic hole
recovery time is dominated by the time constants of those modes that are associated
with the largest changes in fictive temperature after a few pump cycles. While the
power spectrum peaks at €2, the modes with T somewhat larger than 1/€2 will absorb
less but retain the added energy for times longer than 1/€2, implying that subsequent
cycles will add to the fictive temperature, specifically for modes slower than 1/€2.
According to Fig. 23, this leads to a factor R of ~10 for glycerol at n, = 3, as
predicted by the box model.

The characteristic recovery times obtained for the relaxors were found to be rela-
tively long [71, 74]; R values even much larger than 10 were reported [73]. However,
these values can significantly depend on temperature and on the amplitude of the
pump field. These observations were interpreted in terms of a scenario involving the
motion and depinning of domain walls. Mechanisms of this kind are obviously not
applicable to supercooled liquids which are in the focus of this section.

6 Magnetic Hole Burning

The technique of magnetic hole burning (MHB) facilitates investigations of intrinsic
heterogeneity in the nonresonant relaxation of magnetic degrees of freedom in bulk
samples. Although the earliest application of resonant SHB investigated heterogene-
ity in (underdamped) NMR [52], with subsequent studies of spectral selection in
magnetic response involving resonances at low frequencies [148—151], MHB allows
investigations of nonresonant (overdamped) magnetic relaxation. Some general fea-
tures regarding the procedure are given in Sect. 4.2.

The upper panel of Fig. 24 shows time-dependent magnetization from a 5% Au:Fe
spin-glass sample. The measurements were made at a temperature of 18.8 K, some-
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Fig. 23 Characteristic recovery times (also called hole lifetimes) 7, as a function of the pump time
tp. Different symbols are for different temperatures as indicated. The T = 187.30 K data set spans
2.5 decades in €2 and is well approximated by the upper dashed line indicating 7, = 10Q~". The
star is the result of Schiener et al. [51], after shifting that 7 = 194.7 K result to match the present
T = 187.30 K case. The solid line is given by rr" =Q/10+ (7)1 with (zy) = 170 s. Adapted
from Ref. [60]

what below the spin-glass transition temperature of 7's, = 21.6 K. The procedure was
to first cool the sample from 25 to 18.8 K in a small field of magnitude |kl = 8 Oe,
stabilize the temperature for about two minutes, modify the sample using a pump
oscillation of amplitude Hy = 96 Oe, then remove 4 and measure magnetization
as a function of time. Similar measurements were made with no pump oscillation
to characterize the equilibrium response. Data shown in Fig. 24 were obtained by
subtracting the magnetizations measured with 7 = —8 Oe from those with 4 = + 8
Oe, and subtracting a similar set of measurements with the sample in the other coil
of a first-order gradiometer flux transformer. Different symbols show the response
with no pump oscillation (black circles), and after a single pump oscillation at a
frequency of 30 Hz (blue), 1 Hz (green), or 30 MHz (red). The lower panel of Fig. 24
shows amplitude differences between equilibrium and modified responses, using the
same symbols as in the upper panel. Note that the peak modification occurs near the
timescale corresponding to each pump frequency, as given by the arrows.

The solid line in the upper panel of Fig. 24, which mimics the measured equi-
librium response, comes from a model for independently relaxing regions with a
Gaussian distribution of energy levels, similar to that used for supercooled liquids
[20]. Solid lines in the lower panel of Fig. 24 come from simulations based on a sim-
plified box model, where the Gaussian distribution is modified by the average rate of
energy absorbed in each region integrated over the pump cycle. The only adjustable
parameter is the excess specific heat per spin, AC,, an amplitude factor. The solid
lines in Fig. 24 yield AC,/kp = 0.5 x 107, six orders of magnitude smaller than the
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Fig. 24 Magnetization (upper panel) and its difference (lower panel) as a function of logarithm of
time after removing a small field, from measurements of magnetic hole burning on a 5% Au:Fe
spin-glass sample. The measurements are made at 18.8 K, about 3 K below the spin-glass transition
temperature of 21.6 K. Black circles show equilibrium response with no pump oscillation. Colored
symbols show response after a single pump oscillation of 30 Hz (blue), 1 Hz (green), and 30 MHz
(red), with differences between equilibrium and modified response shown in the bottom panel. The
arrows indicate the timescale corresponding to each pump frequency. The solid lines come from
simulations using a simplified box model, where average power is integrated over the pump cycle,
with specific heat (an amplitude factor) as the only adjustable parameter. Adapted from Ref. [61]

specific heat of the Au lattice at the spin-glass transition: C,/kp = 8.35 x 10T,
+53 %1073 ng ~ 0.54 [152]. This relatively small value of AC, is consistent with
the very small changes in C,, measured at the spin-glass transition, which can usually
be seen only by taking differences [153]. It is interesting to note that the relatively
large signal in MHB is a consequence of this small value for AC,/kg. Indeed, smaller
values of AC,/kp yield larger effective temperature changes, and hence larger hole
burning signals. Thus, NHB is an ideal technique for investigating the time- and
temperature-dependent specific heats of slow degrees of freedom that are difficult to
measure directly by other techniques.

Figure 25 shows MHB difference spectra from 5% Au:Fe at several recovery times
after a single pump oscillation of 1 Hz (upper panel) and 0.1 Hz (lower panel). Note
that the recovery rate is proportional to the pump frequency and that the modified
spectrum becomes narrower as the response recovers. The behavior is consistent
with the simplified box model (solid lines), where the recovery rate of each region
is assumed to match its response rate. The inset shows the normalized peak of the
spectral hole as a function of scaled recovery time for four different pump oscillation
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Fig. 25 Difference spectra from MHB of 5% Au:Fe at 19.6 K as a function of recovery time after
a pump oscillation of 1 Hz (upper panel) and 0.1 Hz (lower panel). Arrows mark the characteristic
time for each pump frequency. The solid curves are from the simplified box model, with thermal-
coupling rates equal to response rates. Note that the spectral holes recover first at the short-time side,
becoming narrower with increasing recovery time, consistent with the data. The inset shows the
normalized peak in the spectral hole as a function of scaled recovery time for four different pump
oscillation frequencies. A stretched exponential function (solid curve) characterizes the recovery.
Adapted from Ref. [61]

frequencies. A stretched-exponential function AM o exp[—(z,§2/ 8)%6] (solid curve
in the inset of Fig. 25), can be used to characterize the recovery.

Figure 26 shows magnetization as a function of time from the 5% Au:Fe sample
at two measurement temperatures after various pump amplitudes. Note that at the
lower temperature and smaller pump amplitudes the response exhibits a spectral
hole, while at the higher temperature or larger pump amplitudes the response shows
a “spectral step.” Spectral hole burning is identified by accelerated response over 1-2
decades in time, without changing the total magnitude of response (both the initial
and final magnetizations match). In contrast, spectral step burning has significant
response that is missing from the measurement window, so that the initial remanent
magnetization is reduced due to the pump oscillation. For materials that are deep
within their frozen phase (see Ref. [154]), this missing magnitude can be attributed
to high-field saturation of the response. However, a different mechanism is indicated
for Au:Fe, because of the sharp onset of spectral step burning with increasing pump
amplitude combined with the sharp onset with increasing temperature close to T'g,.
The mechanism can be attributed to selected degrees of freedom that are heated by
the pump oscillation to above T, into the paramagnetic phase, where they have no
remanent magnetization and hence relax to zero before the start of the measurement
window. From Fig. 26 it can be deduced that a pump oscillation of 96 Oe causes
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Fig. 26 Time dependence of magnetization from the 5% Au:Fe spin-glass sample after a pump
oscillation of 0.1 Hz with several amplitudes H¢ (given in legend), measured at two temperatures.
Note that at low temperatures and low pump amplitudes these data exhibit a spectral hole, where
the magnetization is shifted to shorter times over 1-2 decades in time while maintaining the total
magnitude of response. However, higher pump amplitudes and higher temperatures yield a spectral
step, where some of the response is completely absent from the time window. Adapted from Ref.
[61]

some degrees of freedom to respond as if they have an effective temperature that is at
least 2 K above the bath temperature, while a pump oscillation of 19 Oe causes some
degrees of freedom to respond as if they are at least 1 K above the bath temperature.

Figure 27 shows difference spectra from measurements of magnetization as a
function of time from a single-crystal whisker of iron. The difference spectra come
from the time-dependent remanent magnetization after a single pump oscillation of
5 Oe, minus the magnetization after no pump. The measurements are made at 4.2 K,
far below the Curie temperature of 1043 K. The differences exhibit pump-frequency-
dependent spectral steps, not spectral holes, indicating that the mechanism involves
selective saturation of the response due to the pump oscillation, not response-rate
acceleration.

7 Conclusions

Nonresonant spectral hole burning has become a versatile and powerful technique
for investigating the intrinsic response inside bulk materials. The original purpose
of NHB was to distinguish between the homogeneous and heterogeneous scenarios
for non-exponential relaxation behavior. The heterogeneous scenario is found for the
dielectric, magnetic, and mechanical response of all systems studied so far, which
include liquids, glasses [155], polymers, relaxor ferroelectrics, and spin glasses.
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Moreover, this dynamic heterogeneity is found to be thermodynamic in nature, com-
ing from a heterogeneous ensemble of independently relaxing regions that have dis-
tinct local energies as well as distinct fluctuations regarding temperatures, dielectric
polarizations, magnetic moments, and/or mechanical strains or stresses.

Several phenomenological models have been developed to describe NHB experi-
ments, as outlined in Sect. 2. The box model is one such model that shows excellent
agreement with most NHB measurements. The parameters in this model can usually
be determined by separate measurements so that this level of agreement is often
achieved with no adjustable parameters. In other cases, the box model has a single
adjustable parameter that yields the specific heat of the slow degrees of freedom,
some of them too small to be measured using other techniques. The box model is
based on independently relaxing regions (the boxes), each with its own local fictive
temperature that is selectively modified by a spatially uniform external field. The
box model describes several features in measurements of NHB, including both the
amplitude- and frequency dependence of the spectral holes, their dependence on the
number and amplitude of the pump oscillations, and their recovery as a function of
time after the end of the pump. In general, the response and recovery rates of each
region are found to be similar, indicating that energy is absorbed from the external
field at the same rate at which it flows from the local regions into the bath.

The theory of small-system thermodynamics developed in Sect. 3 provides a
fundamental foundation for the heterogeneous distribution of independently relax-
ing nanometer-sized regions. These regions are probed by NHB and several other
techniques, and characterized by the box model and other approaches for treating
heterogeneity. The basic idea of nanothermodynamics is that the macroscopic ensem-
ble of independently relaxing regions inside bulk samples must obey the laws of
thermodynamics for bulk systems, but the individual regions have behavior that is
unique to small systems. Specifically, because the independently relaxing regions are
statistically independent, their entropies should be additive. Similarly, their energies
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must be strictly conserved, including contributions from fluctuations and discrete-
particle effects that are neglected in the usual thermodynamic limit. For example,
nanothermodynamics includes a subdivision potential (¢) that is identically zero in
the thermodynamic limit, but often nonzero for finite-sized systems. In fact, for the
classical ideal gas of point-like particles it is found that ey > 0 in the canonical
ensemble with fixed number of particles for all fluctuations, while gy) < 0 in the
nanocanonical ensemble with variable N. Furthermore, nanothermodynamics facil-
itates the treatment of this nanocanonical ensemble, where the number of particles,
volume, and energy of individual regions may fluctuate without artificial constraints.
Because the nanocanonical ensemble lowers the total energy of the ideal gas, it pro-
vides a basic mechanism favoring the formation of an ensemble of independently
relaxing regions, even inside bulk samples. Using nanothermodynamics as a guide,
a Landau-like theory and Ising-spin model are described that mimic several features
in the behavior of supercooled liquids.

Measurements of dielectric hole burning permit investigations of the intrinsic
dielectric response inside bulk samples. Systems studied to date using DHB include
supercooled liquids, relaxor ferroelectrics, a plastic crystal, and an ion conductor.
Dynamics investigated include the primary («) response, both near the peak and in
the excess wing, secondary (8) relaxations, and the structurally decoupled motion
of ions in the ionic conductor. Similarly, measurements of magnetic hole burning
facilitate investigations of intrinsic magnetic response inside bulk samples. MHB
has been used to investigate the slow magnetic relaxation of spin glasses and single-
crystal ferromagnets. Furthermore, measurements of rheological hole burning facil-
itate investigations of intrinsic mechanical responses inside bulk samples, such as
the slow relaxation of stress or strain in polymers.

In summary, these many measurements of nonresonant spectral hole burning indi-
cate that the net non-exponential response of most materials involves dynamic and
thermodynamic heterogeneity. Although NHB gives no direct information about the
length scale of this heterogeneity, which in-principle could involve any length scale
between individual molecules and independent plane waves, other measurements
show that this heterogeneity usually involves a distribution of independently relax-
ing regions with characteristic length scales on the order 1-3 nm. The box model
provides a way to quantitatively characterize the linear and low-order nonlinear
parts of the measured response, sometimes with no adjustable parameters. While
the box model is a phenomenological approach, nanothermodynamics provides a
fundamental physical foundation for the measured thermodynamics heterogeneity,
as well as for the box model and other models proposed to describe net relaxation
from an ensemble of independently relaxing regions. Thus, nonresonant spectral
hole burning represents a versatile, powerful, and direct technique for studying the
thermodynamic heterogeneity that is found in the response of most materials.
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Sylwester J. Rzoska, Aleksandra Drozd-Rzoska and Szymon Starzonek

Abstract The nonlinear dielectric effect (NDE) describes changes of dielectric con-
stantunder the strong electric field, with the metric defined (¢ (E) — ¢ (E — 0)) /E 2,
This contribution discusses (i) miscibility, (ii) the isotropic phase of nematic liquid
crystals, and (iii) the supercooled nitrobenzene. For comparison, the precritical evo-
lution of ¢ = ¢ (E — 0) is also presented. The discussion is extended for dynamic
issues related to the “linear” and “nonlinear” relaxation times. Finally, basic problems
of the dual-field NDE experimental technique are briefly presented.

1 Introduction

At the beginning of the twentieth century, a number of new and revolutionary
technologies and inventions appeared, changing the world around. The emergence
of the radio technique associated with discoveries of Marconi and Armstrong is
of particular importance for this work [1]. New technologies make it also pos-
sible to reach very low temperatures, very high pressures, strong magnetic or
electric fields, etc. These extraordinary conditions often led to great fundamental
discoveries [1]. All these could influence Herweg’s decision to study the influ-
ence of the strong electric field on dielectric constant (¢) in liquids, particularly
in diethyl ether (DEE) [2, 3]. He discovered that ¢ (E) < & (E — 0) and intro-
duced the magnitude Aef/E* = [¢ (E) — ¢ (E — 0) /E?] < 0 as the metric for
the new phenomenon: it was later called dielectric saturation or nonlinear dielectric
effect (NDE) [2, 3]. It turned out that this result can be interpreted within the Her-
weg—Debye—Langevin model describing the orientation of noninteracting or weakly
interacting permanent dipole moments coupled to DEE molecules. Its key output is
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"Anomalous", positive NDE —_
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Fig. 1 The evolution of dielectric polarization on increasing the intensity of the electric field in
isotropic liquid dielectrics. The thick (black) solid curve is for Eq. (1) with correlation factors
Rp =l and Rg = 1 Eq. (1), leading to NDE < 0. The thin and green curve is for the “anomalous”
NDE > 0. The dielectric constant is defined as x = ¢ — 1 = dP (E) /dE: itis shown as the dashed-
dotted (magenta) line for E — 0 and via the slope of the dashed (blue) line for £ >> 0. The
concept of Piekara’s “scissors” [7—10] to explain the positive NDE in nitrobenzene is also sketched

the relation describing the behavior of the dielectric polarization under the strong
electric field [3, 4]:
N Nu*
P(E)= Fl——RpE — Fy—t—_
3kgT 45kpT3

RsE>+ .- (1)
where F; and Fj3 are the local field factors, N is the number of permanent dipole
moments in a unit volume, u is the permanent dipole moment, E denotes the intensity
of the electric field, Rp and R stand for correlation factors. For liquids and isotropic
dielectrics, the term ~ EZ is absent. Dielectric constant is for the real part of dielectric
permittivity e* (f) = &’ (f) —ie” (f) in the “static” frequency domain where &’ ()
value is (almost) frequency independent: for DEE, this is (kHz—-MHz) region. For
Eq. (1) and Fig. 1, ¢’ — 1 = ¢ — 1 = x = dP/dE, where yx denotes the electric
susceptibility.

The factor Ry in Eq. (1) was introduced by Piekara in the mid of the 30s to
explain the anomalous positive NDE (¢ (E) > ¢ (E > 0), which he discovered in
nitrobenzene [5—-10]. Piekara linked the phenomenon to the intermolecular coupling
of nitrobenzene molecules causing the dipole—dipole “scissor-like” arrangement of
permanent dipole moments, as shown in Fig. 1. Under the strong electric field, this
leads to the increase of the effective dipole moment [7-10].
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Fig. 2 The NDE in mixtures of a dipolar component in a non-dipolar solvent (CCls, hexane): the
isothermal, concentration-related dependence. Results are for the near room temperature (20 °C).
For nitrobenzene-hexane mixture, results are related to the homogeneous phase just above the
critical consolute temperature 7¢ ~ 19.5°C [11]

Figure 2 shows the sensitivity of NDE to different molecular mechanisms (for
the review see refs. [10, 12]): (i) in nitropropane mixtures, the behavior predicted by
Eq. (1) for Rs & 1 (no relevant intermolecular coupling) and —As®/E? o N takes
place; (ii) the same occurs in nitrobenzene and nitrotoluene mixtures in CCly for
small concentrations of dipolar components; when increasing their concentrations,
the intermolecular coupling and As®/E? > 0 appears; (iii) in mixtures of veratrole,
NDE detects the intramolecular rotation—this contribution is small, “positive” and
Agf/E?* ~ x (x ~ N); (iv) the unique case constitutes the nitrobenzene—hexane
mixture where the additional strong and positive NDE contribution appears in the
vicinity of the critical concentration, x ~ 0.43 mole fraction of nitrobenzene.

In the 30s, Piekara discovered two more unique phenomena [5-8]. He car-
ried out temperature-related measurements of dielectric constant and its strong
electric field related counterpart—NDE on approaching the critical consolute tem-
perature in nitrobenzene—hexane mixture, the system of limited miscibility for
T < T¢ =~ 19.5°C (Fig. 3). In the homogeneous phase well above the critical
consolute temperature (7¢), the dielectric constant first increased linearly on cooling
but in the immediate vicinity of T¢ it slightly bent down (decreases) below such
extrapolated dependence [12]. In similar studies for NDE, Piekara reported a very
strong increase toward positive values [5, 6]. Surprisingly, attempts to describe evo-
lutions of &’ (T — T¢) and Aef/E? (T — T¢) remained puzzling for the next five
decades [10, 15-23].
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Fig. 3 The coexistence curve (binodal) in the nitrobenzene—hexane mixture of limited miscibility
(solid circles and the curve in blue) [11]. It has been determined by the authors using the “catheto-
metric method” described in ref. [13]. The red curve below the binodal shows the spinodal curve
determined via NDE measurements in mixtures of noncritical concentration, using the “pseudospin-
odal” analysis as in ref. [14]. The critical concentration: xc = 0.43 mole fraction of nitrobenzene
and the critical consolute temperature 7¢c = 19.5°C

This contribution first resumes the problem of dielectric constant in critical mix-
tures. Subsequently, the behavior of the nonlinear dielectric effect (NDE) in critical
mixtures and in liquid crystals is discussed. This is supplemented by the evidence for
the possible critical origins of the anomalous positive NDE in nitrobenzene. Some
issues related to NDE-related dynamics, i.e., the NDE extension toward the nonlinear
dielectric spectroscopy (NDS), are also discussed. Basic problems of the dual-field
nonlinear dielectric technique are given. The contribution is based on the authors
earlier but reanalyzed results and on yet unpublished new evidence.
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2 Dielectric Constant in Critical Mixtures

Studies of dielectric permittivity in binary critical mixtures of limited miscibility,
which followed Piekara’s findings [12], were continued from the 50s [15-23], but
results were puzzling. Most often no pretransitional anomaly or the pretransitional
bending up or even a very strong pretransitional increase from the linear behav-
ior remote from the critical temperature were observed [15, 23]. Only in the late
80s, Thoen et al. [24] discovered the key reason of such scatter: the necessity of
taking into account the applied measurement frequency. For benzonitrile—isooc-
tane, nitroethane—cyclohexane, and nitrobenzene—isooctane critical mixtures the
pretransitional “bending down” for ¢ (T — T¢) was observed for f > 100kHz
and the obtained precritical “anomalies” were portrayed via the model related to
Eq. (2). For lower frequencies, the parasitic impact of the ionic Maxwell-Wag-
ner effect caused the recalled above problems. Such behavior illustrates Fig. 4 for
the critical behavior of dielectric constant in nitrobenzene—hexane critical mixture
for few frequencies [11]. The model for the parameterization of the anomalous,
pretransitional behavior of dielectric constant was proposed by Goulon, Greffe and
Oxtoby (GGO, 1979) [25] using the “critical” droplet model and Sengers et al. (1980,
[26]) basing on the thermodynamic scaling analysis within the theory of critical phe-
nomena:

93 |

9.2 |

dielectric constant (&)

9.1 |

9.0 1 1 “l\ 1
295 300 305 310

T (K)

Fig. 4 The temperature behavior of dielectric constant on approaching the critical point in nitroben-
zene-hexane mixture of critical concentration. Note the bending down in the immediate vicinity of
the critical temperature for the measurement frequency f = 1 MHz. This is related to the precritical
effect, portrayed via Eq. (2). The dashed curve is for Eq. (2) when neglecting the correction-to-
scaling term. Already for f = 1kHz no pretransitional is visible, due to the Maxwell-Wagner
effect [11]
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Fig. 5 The evolution of dielectric constant in nitrobenzene—decane critical mixture for the isother-
mal, pressure-related approach to the critical point. Solid curves are for Eq. (3). Note that for the
pressure paths correction-to-scaling terms can be neglected and the MW ionic-related parasitic
contribution is absent, even for f = 100 Hz (!). Note that d7¢ /dP > 0 for this mixture. The plot
prepared basing on results from ref. [27]

e(T)=cec+a(T —Tc)+ AT —Tc) ™ [1+(T —Tc)*+---], P =const
2

where the critical exponent o & 0.115 is for the specific heat critical anomaly: the
value is for d = 3 (the dimension of space) and n = 1 (the dimension of the order
parameter) universality class. The exponent A &~ 0.5 is for the first correction-to-
scaling term, important when moving away from 7¢ [25, 26, 29].

In ref. [27], the pressure counterpart of the above relation was introduced:

e(P)=¢ec+ap|P—Pcl+Ap|P— Pc|'™ 3)

For the pressure path, there are no correction-to-scaling terms, and no impact of the
MW effect even for as low frequency as f = 100 Hz on the critical effect is observed,
as shown in Fig. 5. Moreover, the pretransitional anomaly is much “stronger” than for
the isobaric, temperature path: compare results presented in Figs. 4 and 5. All these
show notable advantages of high-pressure studies of the pretransitional anomaly
of dielectric constant. The form of the pretransitional anomaly and the sign of the
amplitude A p in Eq. (3) depend on the path of approaching the critical point and the
sign of d7¢/d P, as shown in Fig. 6.

Regarding possible reasons of the long-standing puzzles for the pretransitional
anomaly € (T — T¢) [15-23], it is worth stressing that they were obtained mainly
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dielectric permittivity ¢

P (MPa)

Fig. 6 The pressure-related, isothermal behavior of dielectric constant for nitrobenzene—hexane
critical mixture when approaching the critical consolute point under atmospheric pressure: Tc =
19.5°C, P = 0.1 MPa. Solid curves are portrayed via Eq. (3). Note that for this systemd7¢ /d P < O,
as shown in the inset where the pressure evolution of the critical temperature is presented. Based
on results from ref. [28]

using the standard Wheatstone bridge apparatus for frequencies between DC and few
kHz. In the 80s, new HP impedance analyzers appeared: they enabled the frequency
scan up to few MHz and introduced the sampling way of measurements. This was
the key for the success in explaining ¢ (7)) mystery in critical mixtures. The ques-
tion arises, in which way Piekara [12] obtained the “correct” pattern of the critical
anomaly for ¢ (T') already in the early 30s? This can be associated with the way
of measurements he applied: Piekara used the resonant circuit which was switched
on for a short period of time (“by hand”). The system operated in the near—MHz
domain. In fact all these resembled the “modern” way of measurements.

3 Nonlinear Dielectric Effect in Critical Mixtures of
Limited Miscibility

The nonlinear dielectric effect (NDE) can be recognized as the “nonlinear” coun-
terpart of dielectric constant [see Fig. 1; Eq. (1)]. It was clear from the late 70s
that in the homogeneous phase of critical, binary, mixtures NDE follows the pattern
characteristic for critical phenomena [10, 30 and refs therein]:

AeE v
2 & (T —T¢) €]
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Following the physics of critical phenomena one can expect the same value of
the NDE-related critical exponent for any critical mixture: surprisingly, the scatter
0.2 < ¥ < 0.8 was observed [10 and refs. therein]. Such behavior is unusual
for strong precritical anomalies [29]. Only in 1986, it was shown that qualitative
discrepancies between experimental results were associated with poor estimations
of the noncritical (molecular) background effect, namely [30]:

AgkE <A£E> . (A8E> <A8E> A (T T (5
T —\ T2 = =\ 7/ NDE —1c
E? E? bckg E? Crit. E? bckg

Examples of “background” contributions are shown in Fig. 2. For mixtures of
limited miscibility composed of a dipolar component and a non-dipolar solvent, the
optimal method is NDE measurements in a reference solution of unlimited miscibility
[30]: taking into account the concentration in the volume fraction and the properly
selecting the non-dipolar solvent [30]. In refs. [30, 31] the universal value ¢ ~ 0.37
forT — T¢ and ¢ ~ 0.4 when tests are for the extended temperature range 7 —T¢ >
10K [30, 31] were obtained. It was suggested that the latter is associated with the lack
of correction-to-scaling terms. In 1979, Oxtoby et al. [25] developed so-called droplet
model and linked the critical effect in binary mixtures of limited miscibility to the
elongation under the strong electric field of initially spherical fluctuations—droplets.
The following “universal” relation was obtained:

AgE elong.
(F) = Anpe (T —T¢)’ ™28 | i.e.thecritical exponent y = y — 2
(6)

crit.

where the critical amplitude Aypr < (g1 — 82)4 /8%, &1 and &, are dielectric
constants of component of the binary mixture, and eg is for the mixture (solu-
tion). The exponent y ~ 1.23 is for the order parameter-related susceptibil-
ity: x7 = xo(T — T¢)™7; the exponent 8 =~ 0.325 is for the order parameter:
M = By (Tc — T)P. Values of exponents are for the d = 3 and n = 1 universality
class [29].

It was also indicated that the “universal” electrostriction contribution, i.e., the
change of the volume of fluctuations droplets due to the strong electric field, also
appears [25]:

E \ el.strict.
(%> o (T — Te)™! )
crit.

However, this contribution is qualitatively smaller than the one related to the
elongation of critical fluctuations. Hence, the precritical anomaly of NDE should be
described only by the critical exponent v = y —28 & 0.59 [25]. The same functional

form for the pretransitional behavior was obtained by Hoye and Stell [32] when
studying the strong electric field-induced distortion on the orientationally averaged
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particle—particle correlation function and by Onuki and Doi [33] when considering
the structure factor and dipolar interactions induced in critical fluctuations under the
strong electric field. All mentioned model predicted the same behavior for NDE and
the electro-optic Kerr effect (EKE). Hence, theoretical models led to the following
conclusion [25, 32, 33]:

Ynpe (exp.) = ¥ (theor.) = Yege (exp.) ®)
However, existing experimental evidences yielded [30, 31, 34]:

Ynpe (exp.) = 0.37 < ¢ (theor.) < Ygxg (exp.) = 0.85 ©))

It was shown in ref. [35] that both Egs. (8) and (9) can be valid (!). The proposed
explanation took into account changes of the form of the correlation length under
the strong electric field:

E(E—0)=6 (T ~Tc)" — &(E) = (§,61,61) (10)

where the correlation length & (T) = &¢ (T — T¢)™", the critical exponent v =
v; = v (nonclassical) ~ 0.63 [the value for (d = 3, n = 1) universality class], and
the exponent v; = v (classical) = 1/2, i.e., &, is described within the mean-field
approximation which takes place for the dimensionality d > 4 or equivalently for
the large enough range of interactions [29]. The latter is possible for & (E) due to
the rod-like elongation which can increase the number of neighbors. Using scaling
relations introduced by Fisher [37], one can show that the basic output relation of
models [25, 32, 33] for NDE and EKE can be presented as follows [35]:

AcE  An

2
?, F =Acxr (T)<AM >V
o Acxo (T = Tc)” AMy (T — Te)™
=C(T —Tc)y % (11)
and alternatively
Aef An ) J 2
F,E:XT (T)<AM >V:5 X (12)

Hence v = y — 28 = dv — 2y. Regarding amplitudes, for NDE: A¢ «
(e1 — 82)4 /8§ and for EKE: A¢c « (g1 — 82)2 (n; —ny) /esng, where n stands
for the refractive index [36]. Recalling the classical-non-classical asymmetry
of the correlation length, taking into account difference in definitions of NDE
(Aef/E? = (e (E) — &) JE* = (g — &) /E?),and An* JE* = (ny; — n) /E* for
EKE and taking into account the Fisher’s scaling [37], one obtains [35]:
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Y (EKE) =2y — (v +2v1) ~2 x 1.24 — (0.63+2 x 0.5) = 0.85  (13)
Y (NDE) = y"orcasicl y yelassical _dy = 1.24+1.02 -3 x 0.63 =0.37 (14)

or alternatively
¥ (NDE) = yclassical _p8 — 1,02 —2 x 0.325 = 0.37 (15)

where the critical exponent y = 1.02 denotes the susceptibility exponent within
the mean-field approximation but with the logarithmic correction (0.02), important
near the classical-non-classical crossover [29]. Values in relations (13—15) are in
fair agreement with NDE experimental results for 7 — T¢ [31]. For NDE, local
(critical) fluctuations of the order parameter (AM 2>V in the homogeneous phase are
associated with one of the susceptibilities (compressibility x7) in Eq. (11) and with
the volume of critical fluctuations &¢. Critical exponents describing their behavior
are non-classical, as in the “normal” critical mixture, i.e., 8 & 0.325 (order parame-
ter), y & 1.24 (susceptibility related to the order parameter changes), and v & (.63
(the correlation length). Under the strong electric field, critical fluctuations are elon-
gated and oriented along lines of the strong electric field, for gy, > €solution- ON
fluctuations acts the force, which is perpendicular to the lines of the electric field.
This process is described the second susceptibility in Eq. (11), related to the per-
pendicular direction, which shows the classical, mean-field, behavior: with power
exponents for the susceptibility y = 1, for the order parameter § = 1/2, and for
the correlation length v = 1/2. One can conclude that for critical anomalies of NDE
and EKE essential is the non-symmetric deformation of fluctuations leading to the
“mixed” criticality [35].

The important issue in the analysis of the critical effect of NDE is the precise
estimation of the noncritical, purely molecular, background effect. The “reference
solution” method, described above, is possible only if the background effect is asso-
ciated with one of the components of the critical mixture, for instance, the dipolar
one in nitrobenzene—hexane mixture. This method cannot be applied if both compo-
nents significantly contribute to the background effect or for the gas—liquid critical
point. In studies on critical systems, the background effect is often determined via
the extrapolation of the behavior from the high-temperature region, well above T¢
[29]. However, such approach cannot be applied for the critical anomaly of NDE,
since for this method the impact of critical fluctuations can be significant even 50 K
above T¢[30]. In ref. [38], the derivative-based analysis for estimating the critical
contribution without a knowledge of the background effect in prior was proposed.
The molecular background generally [see Eq. (11); Fig. 2] can be well approximated
via the linear temperature dependence in the limited range of temperatures occurring
for experimental data.

Hence, taking into account the experimental error, one can obtain the following
relations:
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A
(Aef/E?) (T) ~ [ ale } +[(@ +bT) lgekground (16)
T —-Tc critical
E 2
% — AT —Te) " +b 17

and subsequently

d* (Aef/E?)

a7z Y (=Y — 1) Aypp (T = Te) V2

YW+ 1) Aype (T —Te) V(T — Tc)™> (18)

After the rearrangement, one defines the plot via
(T — T*)* logy, (d* (Aef/E?) /dT?) versus log, (T — Tc) at which for NDE
critical effect a linear dependence with the slope » = —i and the interception
a =log, [V (Y +1)Lol: ¥ (Y + 1) Ly = 10 should appear. The critical contribu-
tion and the total measured NDE obtained in this way make it possible to estimate
(calculate) also the background effect. Such analysis was applied for results pre-
sented in Fig. 7, showing the behavior of the critical effect in the homogeneous phase
of a critical mixture. Figure 7 shows also the impact of the measurement frequency,
which is discussed at the end of this paragraph. Figure 8 presents that the form of
the critical NDE pretransitional effect in a critical mixture is the same (isomorphic)
for the pressure and temperature paths. However, Fig. 8 shows the unique case of
nitrobenzene—hexane critical mixture tested above the critical consolute temperature
under atmospheric pressure: in the formally exclusively homogeneous region. The
observed anomaly is due to the critical point hidden in the negative pressures domain
[40] and located on the extension of 7'¢(P) curve into this region. The critical effect
is well portrayed by the relation (AEE/EZ)C”.[ = Anpe/ (P — Pc)"’: in this case
Pc < 0, yielding the possibility of estimating hidden T¢ (P) location.

Piekara discovered the strong pretransitional increase of NDE when cooling
toward the critical consolute temperature. He also observed the impact of the
vicinity of the critical consolute point in isothermal, concentrational studies (Fig. 2)
[5-7]. Figure 9 presents first results of such behavior for few isotherms, including
the path located in immediate vicinity of the critical consolute temperature, from
T=Tc+10KtoT =T¢ +0.02K [11].

Figure 10 presents the analysis of the critical behavior for the isotherm 7T =
Tc + 0.02K, basing on data from Fig. 9. Linking relations for the temperature-
related NDE critical anomaly Ae? /E> = A (T — T¢)™" and for the order parameter
M = B, |x¢c — x|, where x denotes the concentration along the coexistence curve
for x > xc and x < xc branches, one obtains

Agf
7 e —x 7 (19)
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Fig. 7 The temperature evolution of NDE on approaching the critical consolute point in the homo-
geneous phase of nitrobenzene—hexane mixture. Results are for few selected measuring frequencies,
indicated in the figure. For the applied scale, the critical behavior is visualized via the linear depen-
dence: the slope is related to the critical exponent. Based on reanalyzed results from ref. [11]; see
also ref. [39]
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Fig. 8 The NDE pretransitional effect in the homogeneous phase of nitrobenzene—hexane critical
mixture for the isotherm 7' = T¢ +0.5 K. Results are for the pressure path. The pressure counterpart
of Eq. (5) was used for the parameterization. Critical exponents are the same for temperature and
pressure paths of approaching the critical point, according to the isomorphism of critical phenomena
[29]. Note that for the given mixture d7 ¢/dP < 0. The pretransitional effect is due to the critical
point hidden in negative pressure’s domain. Based on results from ref. [28]
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Fig. 9 The isothermal, “concentrational” behavior of nonlinear dielectric effect in the isotropic
phase of nitrobenzene—hexane critical mixture (7' ¢ = 19.5°Cand x¢c = 0.43 m. f. of nitrobenzene)
for selected isotherms in the homogeneous liquid phase, above T¢. The dashed arrow shows the

“propagation” of
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the maximal impact of the critical point into the homogeneous phase. [11]
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Fig. 10 The critical part of NDE for the isotherm 7' = T¢ + 0.02 K in the log—log scale to show
the validity of parameterization via Eq. (19) [11]

Taking ¥ = 0.39 and g = 0.33, i.e., effective values of critical exponent when
neglecting the correction-to-scaling term one obtains 1/ & 1.18—in the fair agree-
ment with results presented in Fig. 9.
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Fig. 11 The inset shows the primary (“structural”) relaxation time in the homogeneous phase of
a critical mixture of limited miscibility (nitrobenzene—dodecane mixture). The solid (blue line)
shows the simple Arrhenius evolution, whereas the distortion from such dependence shows the
Super-Arrhenius behavior. The critical effects manifest as a distortion in the immediate vicinity of
Tc. The main part of the figure shows the “nonlinear” relaxation time obtained from frequency-
related NDE studies, well portrayed via Eq. (20). The vertical arrow indicates the critical consolute
temperature [11]

The analysis of the NDE critical behavior in Fig. 7 reveals two “critical” domains,
associated with different values of the critical exponent: (i) in the immediate vicinity
of Tc: ¢ = 0.39 and (ii) remote from T¢: ¥ ~ 0.6. The latter one is in agreement
with theoretical predictions from refs. [25, 32, 33], where the “mixed critical” is
absent. The temperature of the crossover between domains (i) and (ii) depends on
the frequency of the weak measuring field. To explain such phenomenon, one should
take into account the presence of two timescales in the dual-field NDE studies on
critical liquids. The first one is the “sampling” timescale which can be estimated as
Tmeas. = 1/fmeas- In practice, the convenient range of frequency is between 20 kHz
and 20 MHz, and then the timescale: 50ns < Tiess. < 50 pus. The lifetime of critical
fluctuation defines the system timescale [29]:

T 1
X
(T —Tc)” ~ (T —Te)"

(20)

Tfuct =

where z = 3is the dynamic (critical) exponent for the non-conserved order parameter,
and the exponent for the correlation length v &~ 0.63 (the effective value when
neglecting correction-to-scaling). Then, for critical mixtures the exponent zv ~ 1.9
[29, 40].
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The system timescale extends between tqu. — oo for T — T¢ and sub-
nanosecond values for ... FOr Teas./Tauer.,/ < 1, the sampling time is much faster
than the lifetime of fluctuations. Consequently, one can detect the “mixed critical-
ity” of fluctuations related to the exponent ¥ ~ 0.37 = 0.4. For Tpeas./ Tuer. > 1,
several fluctuations appear and disappear during the measurement cycle and one
cannot detect their specific features. Consequently, NDE measurements detect the
average from several fluctuations, what “masks” the mixed criticality and yields the
non-classical critical exponent ¥ ~ 0.57 = 0.6. Figure 11 shows the evolution of the
lifetime of critical fluctuation in nitrobenzene—hexane critical mixture determined
from crossover condition T (Tmeas./Tauet = 1) in frequency-related NDE studies. In
agreement with Eq. (20), tf1ye;, = oo for T — Tc.

When testing dynamics via the evolution of the primary (structural, alpha) relax-
ation time, i.e., estimated from the peak frequency of the primary loss curve &” (f)
via T = 1/27 fpeak, the largest value of the primary relaxation 7 (T¢) o 4ns is
reached. Above T'¢, the evolution is clearly Super-Arrhenius (SA) [40], with weak
distortion in the immediate vicinity T¢. Hence, the qualitative difference between
the “linear” (t (T — T¢) ~ 5ns) and “nonlinear” (tau. (T — T¢) — 00) takes
place. It results from the fact that NDE is directly coupled to critical fluctuations,
i.e., “heterogeneities” which sizes and lifetimes grow up infinitely on cooling toward
the critical point. The primary (“linear”) relaxation time is linked to the relaxation
of a dipole moment of single molecules in the surrounding gradually modified by
developing critical fluctuations.

The application of the dual-field NDE experimental technique enables addressing
one of the most basic problems regarding the dynamics of critical fluctuations: is it
homogeneous or heterogeneous?

Figures 12 and 13 present the preliminary evidence supporting the heterogeneous
picture. It is worth recalling that in critical mixtures the decay after switching-off the
strong electric field is stretched exponential and universal as shown in ref. [34] for

EKE:
R(t)aexp[—( ! )], (21)
Thuct.

where the normalized decay after switching-off the strong electric field: R () =
[(AeE/E?) ()] /[Ae*/E?] o T 1S the elapse time after switching-off the
electric field, the universal stretched exponent (SE) x = 2—1n)/(5 —n) and
n = 0.04 is the critical exponent for the correlation length. For the relaxation time
Tk, € €2 o (T — Te) ™™ =~ (T — T¢) ™', in agreement with Eq. (20) [34].

The result presented in Fig. 12 clearly confirms the universal, system independent,
and stretched-exponential pattern of the NDE decay after switch of the DC strong
electric field pulse, in agreement with the evidence given in refs. [34, 40]. However,
for the selective excitation of critical fluctuations within the homogeneous critical
mixture in the immediate vicinity of the critical point via the sine-wave pulse with
the given frequency of the strong electric field, one obtains the single exponential
decay. It is associated only with one relaxation time. Such behavior is clearly present
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Fig. 12 The decay of NDE signal after switching-off the DC pulse of the strong electric field,
in nitrobenzene—dodecane critical mixture. Tests for the pressure path of approaching the critical
consolute point: the presented result is for the isotherm T = T¢ (P = 0.1 MPa) and for P =
Pc—1 M Pa. The decay is described via the response function Eq. (21) with the universal “stretching
exponent” (SE) x = 0.4 £ 0.02. The dashed (red) line shows the “reference” simple Arrhenius
behavior [11]

in Fig. 13. In the opinion of the author, Figs. 12 and 13 can be considered as the
evidence for the heterogeneous dynamics of critical fluctuations.

Results presented in Figs. 12 and 13 were obtained for the pressure path of
approaching the critical consolute point. For the temperature approaching under
atmospheric pressure, reaching similar (long) values of the decay time are possible
only extremely close to the critical point: T —T¢ < 0.02 K. Additionally, such exper-
iment requires also extraordinary temperature stabilization. The situation becomes
experimentally convenient for the pressure path, due to the fact that for nitroben-
zene—decane mixture d7¢/dP = 0.003 K/ MPa. Consequently, for the pressure
path, one can much easier reach the very immediate vicinity of (7¢, Pc¢). Itis notable
that one can change pressure in 0.1 MPa steps, what is the equivalent of 0.003 K (!)
[41].

4 Nonlinear Dielectric Effect in Supercooled Nitrobenzene

Results presented above-recalled topics originating from the first experimental evi-
dences by Arkadiusz Piekara in the 30s [5—10]. Piekara also noted the “inverse”
NDE > 0 in nitrobenzene and developed the successful molecular explanation of this
phenomenon, as indicated in Figs. 1 and 2 [10]. New factors which can influence
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Fig. 13 The decay of NDE after switching the AC pulse of the strong electric fields in the imme-
diate vicinity of the critical consolute point in nitrobenzene—decane mixture for the isotherm
T = Tc (P = 0.1 MPa) and for AP = 1 MPa as the distance from the critical point. The strong
electric field was applied as the AC pulse, in the form of the sinusoidal wave with the frequency
f = 600 Hz. In the semi-log scale, the line (in red) indicates the single exponential decay, i.e.,
x =1inEq. 1) [11]

this phenomenon have been noted only recently [38]. This was possible due to NDE
studies in the broad range temperature, including the supercooled region of nitroben-
zene. One should stress that nitrobenzene most easily crystallizes at 7, & 6.5°C
and its supercooling requires (very) careful cleaning, degassing, and using a specially
prepared measurement capacitor. Figure 14 presents results obtained in temperature-
related NDE studies.

Five decades ago, Hanus [42] developed the semi-phenomenological mean-field
model suggesting that for molecular liquids which do not exhibit a liquid crystalline
polymorphism a phase transition to a partially aligned nematic-like mesophase may
occur under a strong electric field. The possible appearance of such phenomenon
was suggested for molecular liquids with interacting molecules and a relatively high
melting temperature, such as nitrobenzene [42]. Although ref. [42] focused on the
Kerr effect, the parallel relation for NDE can be easily derived, namely:

An Agf , Aa Ao’ .

E,FO(F (S)Cm, T>T;n (22)
where F’ (¢) is the local field factor, for NDE C = 167 /45kp, Aa and Ao’ are
anisotropies dielectric polarizabilities linked to the strong electric field inducing
anisotropy (yielding the “prolate”, uniaxial structure) and the weak measuring field,
respectively. T* denotes the lowest temperature to which the liquid can be hypothet-



204 S. J. Rzoska et al.
ically supercooled and T,) is the one-dimensional freezing/melting temperature at
which a discontinuous transition occurs.

Soon after the report of Hanus [42], de Gennes [43, 44] published results of the
Kerr effect and the Cotton—Mouton effect studies in the isotropic phase of a rod-like
liquid crystalline material, MBBA, for which he noted:

Anf  Anf AnAm A c N
Ez’Hzo(T—T*:T—T*’ T>T"-=T"+AT 23)

where An is the molecular anisotropy of the refractive index and Am = Ag for
the Kerr effect, A¢ is the molecular anisotropy of the dielectric constant, Am =
Axpy is the molecular anisotropy of the magnetic susceptibility, relevant for the
Cotton—Mouton effect. 7 is the temperature of the hypothetical continuous phase
transition, i.e., the temperature to which the isotropic liquid can be supercooled. T¢
is the clearing temperature, i.e., the temperature of isotropic—nematic (I-N) weakly
discontinuous phase transition at which freezing associated with one-dimensional
orientation takes place.

The inspiration of above experimental results led to the formulation of the Lan-
dau—de Gennes (LdG) model [44], one of the key theoretical tools in the physics
of liquid crystals [45] and in the soft matter physics [46]. Stinson and Litster [47]
linked to the pattern of Eq. (23) the intensity of the scattered light on approaching
the I-N transition: in this case, the amplitude A An?. In 1992, Rzoska et al.
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Fig. 14 Temperature behavior of the nonlinear dielectric effect in the liquid, supercooled, and solid
states of nitrobenzene. The form of nitrobenzene molecule is shown. The crystallization took place
at TL_s =~ 267.1 K. The straight line shows the possibility of portrayal via the linear dependence
above the melting temperature. Based on results from ref. [38]
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[48] applied the Landau—de Gennes model for obtaining the parallel of Eq. (23) also
for NDE. In this case, the amplitude A o« Ae/ Ae, where Ae/ is the anisotropy of
dielectric permittivity for the measurement radio frequency and Ace is the anisotropy
of dielectric constant, related to the strong electric field. Notable is the striking simi-
larity of relations (23) and (22), although the latter was focused on the impact of the
strong electric field on non-mesogenic liquids. It is notable that estimations of the
intensity of the electric field which can already induce the quasi-nematic structure in
nitrobenzene given by Hanus [42] coincide with intensities applied in NDE studies
based on the dual-field principle: E ~ 10kV/cm. For such liquid as CS,, Hanus [42]
suggested the necessity of one decade higher intensities of the electric field to induce
similar phenomena. For anisotropic rod-like molecules, for which the orientational
freezing in the nematic phase is the inherent feature, the pretransitional behavior
predicted by Egs. (22) and (23) occurs at arbitrary intensity of the strong field (elec-
tric, magnetic). The problem which remains is the description of the quasi-critical
increasing of NDE in the supercooled nitrobenzene. The derivative-based analysis
(Egs. 16-18) of results from Fig. 14 showed that [38]:

Agf
E2 (T —T%'?

+[a+ bT]bckg 24)

Hence, for nitrobenzene ¢ ~ 1 / 2, instead ¥ = y = 1 as in Egs. (22) and (23).
It is notable that such value can be obtained from the dependence defining the NDE
behavior on approaching the critical consolute point, assuming the dimensionality d
= 3 and the mean-field, tricritical, values of critical exponents:

Y=dv—y=3x05—1=1/2andy =y —28=1-2x05=1/2 (25)

where the value 8 = 1/4 is the order parameter exponent for the tricritical case
(TCP), for which d = 3 is the border dimensionality between the non-classical and
classical descriptions.

5 Nonlinear Dielectric Effect in Liquid Crystals

The first evidence for the pretransitional behavior of NDE in a liquid crystalline (LC)
material was obtained by Malecki and Zioto [49] for the isotropic phase of MBBA [N-
(4-methoxybenzylidene)-4-butylaniline]. This is one of the oldest “classical” liquid
crystalline materials with the isotropic—(320 K)-nematic—(295 K)-Solid meso-
morphism, and the transverse dipole i & 2.2 D [45]. Figure 15 presents the authors’
measurements directly recalling ref. [49].

The same plot contains also results of the next classical rod-like
compound: 5CB (4- n-pentyl-4’-cyanobiphenyl) also with the isotrop-
ic—(308 K)-nematic—(297)—solid mesomorphism, but with the longitudinal
dipole moment u =~ 4D [45]. The inset in Fig. 15 shows reciprocals of results
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Fig. 15 NDE in the isotropic phase of liquid crystalline MBBA and 5CB: results are for the mea-
surement frequency f = 1 MHz. The inset shows reciprocals of experimental data from the main
part of the plot: dashed arrows show the isotropic—nematic (I-N) discontinuous transition and the
solid ones the extrapolation indicating the hypothetical continuous phase transition. Discontinuities
of the I-N transitions: AT = Tjy — T* ~ 1.1K for MBBA and AT = T;y — T* ~ 1.2K for
5CB [11]

from the main part of the plot, confirming the validity of Eq. (23). It is visible
that the form of pretransitional effects is the same for both compounds. However,
the evolution of dielectric constant in the isotropic phase of MBBA and 5CB is
qualitatively different. For the latter, the change from de/dT < 0 — dT¢/dT > 0
for T — TC occurs, as shown in Fig. 16. The pretransitional anomaly can be well
portrayed by the relation resembling the one known for the homogeneous phase of
critical, binary mixtures [50]:

e(M)=¢" +a(T—T)+A(T-T*)"", for T>Ti .y  (26)

where the exponent « = 1/2 is the exponent for the specific heat, and the internal
energy, pretransitional behavior. (¢*, T*) denote the extrapolated location of the
hypothetical continuous phase transition and 7* = T;_y — AT where AT is the
measure of the I-N phase transition discontinuity. 7;_y is for the I-N transition
temperature: it is also known as the clearing temperature 7€ which is generally
related to the isotropic—mesophase transition.

This behavior can be associated with the growing number of SCB molecules in
prenematic fluctuations, which have to exhibit such basic feature of the nematic phase
as the nematic/orientational ordering of rod-like molecules and the equivalence of 7
and — 77 directors [45], leading to the cancellation of dipole moments within fluctua-
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Fig. 16 The behavior of dielectric constant (measurement frequency f = 100 kHz) in the isotropic
phase of MBBA and 5CB, for T — T;_y. Note the lack of the pretransitional effect for MBBA
and the notable pretransitional effect in 5CB, portrayed by Eq. (26). Based on reanalyzed results
from ref. [51]

tions. The latter causes that for SCB the dielectric constant of prenematic fluctuations
is notably smaller than for the “isotropic, fluidlike” surrounding: consequently, the
total value of dielectric constant decreases on cooling toward 7. For MBBA, with
the transverse dipole moment such mechanism is absent and the dielectric constant of
prenematic fluctuations and their fluidlike surrounding are the same. Consequently,
for MBBA, there is no pretransitional anomaly for ¢ (T — T¢) due to the lack of the
contrast factor between fluctuations and the fluidlike surrounding. Regarding NDE,
it is directly coupled to fluctuations and consequently pretransitional effects for both
5CB and MBBA are strong and have the same form.

Regarding dynamics in the isotropic phase of liquid crystalline materials, there
is the qualitative difference between the “linear” (i.e., related to BDS studies:
g’ (f), " (f) and the primary relaxation time) and the “nonlinear” (NDE, EKE) case.
Figure 17 presents the temperature evolution of the primary relaxation time, deter-
mined from the peak frequency of dielectric loss curves from BDS (8’ (), e (f ))
studies. The obtained Super-Arrhenius (SA) behavior can be effectively described
by the Vogel-Fulcher—Tammann dependence [40], but the optimal parameterization
yields the quasi-critical function [53-55]:

t(T)=1,(T —Tx)™? (27)

with the exponent ¢ ~ 2.3 and the singular temperature Tx ~ T;_y — 26 K.
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Fig. 17 The temperature evolution of the relaxation time from the BDS measurements in isotropic
9CB: “the linear case”. Apart from the primary relaxation time (in blue, the upper plot), the behavior
in the modulus (M) representation giving the direct insight into translation-related processes is given.
In each case, the SA behavior takes place [11]

The evolution of relaxation time determined from NDE measurement is directly
coupled to prenematic fluctuations, i.e., internally ordered heterogeneities in the
isotropic surrounding, which is given by [40, 45]

70

Tue, =70 (T —T%) " = T+ (23)

where y = zv = 1; z = 2 is the dynamic exponent for the conserved order parameter
and the “classical” value of the correlation length exponent v = 1/2. For this relation,
the singular temperature 7* = T;_y—AT and AT = 1.2K (for5CB)and AT ~ 3K
for 9CB.

Experimentally, the pretransitional behavior associated with Eq. (28) can be
directly detected from NDE measurements via the “crossover’” analysis comparing
the measurement timescale and the system timescale, as in the case of critical, binary
mixtures described above. The obtained in this way evidence, in fair agreement with
Eq. (28), is presented in Fig. 18.

Figure 19 shows the pretransitional effect in the isotropic phase of SCB and its
chiral isomer 5 * CB (isopentylcyanbiphenyl). Structures of both compounds are
given in Fig. 17. Both 5CB and 5 * CB have the same permanent dipole moments
and according to the output relation resulted from the basic implementation of the
Landau—de Gennes model, their pretransitional effects on approaching the I-N (5CB)
and the I-N* (5 * CB) transitions should be the same [40]:
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Fig. 18 The “nonlinear” relaxation time resulted from NDE measurements, directly linked to pren-
ematic fluctuations. The inset shows the reciprocal of experimental data from the main part of the
plot showing the validity of Eq. (28) with the power exponent y = 1 [11]. Results for the isotropic
phase of nonylcyanobiphenyl (9CB)

AgE Ae®Aef ANDE
oz = Cxo =
E T—-T* T—-T*

(29)

where C is the model constant, o is the amplitude of compressibility, Ae® is the
molecular anisotropy of dielectric constant in the zero-frequency limit (related to the
strong electric field), and Ae/ is the molecular anisotropy of dielectric constant in
the zero-frequency limit (related to the weak, measuring electric field).

When discussing the qualitative difference of NDE pretransitional effect in SCB
and 5 * CB, one should indicate that the experimentally measured largest value of
the relaxation time related to fluctuations in SCB: tgi¢ (T7_y) ~ 1 ws. Similar value
can be expected for 5 * CB. Hence, when changing the NDE measurement fre-
quency from 30 kHz to 12 MHz, as in Fig. 17, the clear crossover from the domain
(A) tmeas./Tauet > 1 (remote from T€) to domain (B) fyeas./Tiuer < 1 (close to
TC) occurs. The arrangement of molecules in premesomorphic fluctuation can be
expected as shown schematically in Fig. 19. For 5CB, one can expect the prene-
matic ordering, with weak distortion from the “ideal” nematic arrangement due to
the relative high temperatures (T > T€) and large susceptibility to perturbations.
Notwithstanding, the “cancellation” of permanent dipole moment within fluctua-
tions, as described above, can be expected. For 5 * CB, such cancellation is not
possible. The “steric” restriction causes that for molecules within fluctuations there
are two notable components of the dipole moment with respect to the direction of
the director 77 : o = W) + 1. Only the parallel can be cancelled within the fluc-
tuations. Consequently, the negative dielectric anisotropy of the premesomorphic
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Fig. 19 Nonlinear dielectric effect in the isotropic phase of pentylcyanobiphenyl (SCB) and
isopentylcyanobiphenyl (5 * CB), on approaching the clearing point, i.e., / — N and I —
N*(N*—chiral nematic) phase transitions, respectively. Results are for few frequencies of the weak
measuring field given in the figure. The inset shows schematically the structure of 5CB and 5 * CB
molecules and its consequence on properties on prenematic fluctuations. Based on reanalyzed and
supplemented results from ref. [52]

fluctuations appears. For T — T*, the appearance and disappearance of prenematic
fluctuations are described by g, as the system timescale takes place. In domain
(A), the system timescale is much faster than the measurement process (fpeas) and
specific features of a single fluctuation cannot be detected. This happens for any
applied measurement frequency well above the clearing temperature. For the lowest
frequency (f = 30 kHz), such condition occurs at any temperature, even 7 = T¢.
Under such conditions, NDE is positive and described by the mean-field dependence
with Aypr (Aso)z. Heuristically, one can claim that the “ideal” mean-field LdG
model behavior is reached due to the applied “detection timescale”. However, for
higher measurement frequencies (~MHz), the crossover to the domain (B) is possi-
ble. The detection process may be faster than the lifetime of fluctuations and their
specific features can be directly observed: in the case of 5 * CB this means the detec-
tion of the negative dielectric anisotropy of fluctuations. All these can lead to the
indication of the alternative way of description of the pretransitional effect in the
isotropic phase resulting from Eq. (3):

AeE (AM)(AM)

- _C 30
72 X (30)
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Such relation takes as the reference the averaged local fluctuations of the order
parameter, which can coincide with the LdG based on Eq. (29) for the ratio of
timescale as in the domain (A).

Itis notable that for decades the orientation of permanent dipole moment described
by the Herweg—Debye model (Eq. 1) was considered as the only source of the negative
sign contribution to NDE [10]. The above discussion shows the new source of the
negative sign contribution to NDE—beyond this paradigm.

Finally, we would like to address the question of the impact of the strong electric
field on the pretransitional effect and structured mesoscale heterogeneities—fluc-
tuations. Figure 20 shows the behavior of dielectric constant in a rod-like liquid
crystalline sample of hexylcyanobiphenyl (6CB), from the same homologous group
as 5CB. Measurement was carried out under different biasing fields. We noted the
notable change in the form of the pretransitional anomaly when increasing the inten-
sity of the electric field well above 10kVem!. For the highest applied DC electric
field, the impact on dielectric constant of the tested sample was dramatic: it can
notably change the form of pretransitional effect and then also the form of hetero-
geneities—fluctuations. Moreover, in the solid phase, a clear pretransitional effect
appeared, absent when Epgj,s — 0 emerges. Notable is the shift of phase transition
temperatures. Properties of SCB and 6CB liquid crystalline materials can be consid-
ered as complex fluids in which properties are strongly influenced by pretransitional
fluctuations/heterogeneities resulted from the weakly discontinuous nature of the I-N
transitions. It seems that above some threshold value of the electric field, slightly
lower than 40 kV/cm in the given case, one should consider rather the new state
induced by the electric field than NDE associated with a relatively weak distribution
for which Asf oc E2.
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6 Conclusions

After the World War 11, Arkadiusz Piekara continued studies on the nonlinear dielec-
tric effect, first at the University in Poznan (nowadays Adam Mickiewicz University,
Poznai, Poland) and since 1964 at the Warsaw University (Warsaw, Poland) [7].
In the late 70, one of his former key students, August Chetkowski, moved to the
University of Silesia (Katowice) which was just organized. He was accompanied by
the young assistant Jerzy Zioto, who continued NDE studies in Katowice. Since the
mid-80s, the NDE lab in Katowice was developed by Sylwester J. Rzoska, former
student of Zioto, investigating mainly on critical mixtures. In the mid of the 90s to
the staff joined Aleksandra Drozd-Rzoska who focused on liquid crystals. In the last
decade Szymon Starzonek joined to the team. From several years, the authors of
this report have continued NDE, NDS, and EKE/TEB studies in the Institute of High
Pressure Physics PAS in Warsaw.

This contribution shows the progress in studies on various types of critical liquids,
returning finally to the basic case of nitrobenzene where the “anomalous, positive”
value of NDE also can be associated with the critical-like pretransitional behav-
ior. It is shown that NDE-related phenomena in the homogeneous phase of critical
mixtures and in nitrobenzene, as well as in the isotropic phase of rod-like liquid crys-
tal, can be described in a synergic and coherent way when taking into account the
impact of pretransitional fluctuations associated with continuous or weakly discon-
tinuous phase transitions. Nonlinear dielectric studies started from the insight into
variety of molecular processes in ‘“normal” liquid dielectrics: they are summarized
in the monograph by August Chetkowski [10]. From the early 80s, grown up the evi-
dence related to critical mixtures and later to liquid crystals. These studies explored
and developed the classical NDE/NDS measurement concept which recalls classical
studies by Herweg and Piekara [1-10]. It is based on the application of two electric
fields: the weak, measuring, with radio frequency and the intensity Epe,s. ~ 1 kV/m
and the strong one £ ~ 1MV / m. The latter means the voltage U = 1kV for
the often used gap of the flat-parallel capacitor d = 1 mm. The notable feature of
the dual-field method is the large sensitivity making it possible to detect effect as
small as Aef/E? ~ 1071 (rn2 / Vz), even for the mentioned above “bulk” gap of the
capacitor. It is notable that the dual-field NDE/NDS can be considered as the clear
counterpart of the electro-optic Kerr effect (transient electric birefringence: TEB,
EKE) but for radio frequencies (kHz—MHz domain). The current state-of-the-art of
the dual-field nonlinear dielectric spectroscopy is presented in the appendix.

Nowadays, the key focus of the nonlinear dielectric is located within the domain
of the glass transition and in this case mainly single-field NDS techniques of mea-
surements are developed. These issues are broadly discussed in other chapters of
this book. Results related to the dual-field NDE/NDS in glassforming liquids can be
found in ref. [56]. The nonlinear dielectric spectroscopy and the nonlinear dielectric
effect seem to the natural extension of BDS. The latter yields the direct insight to
single-molecular processes. NDE/NDS can directly detect multimolecular species
and processes.
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Appendix

The Dual-Field NDE Experimental Technique

There are few principles for measuring changes of dielectric properties under
strong electric. This chapter is associated with the dual-field technique which recalls
classical experiments by Herweg (1920/1922) [2, 3] and Piekara (1932/1937). Those
studies focused on molecular liquids, such as diethyl ether (DEE) or solutions [5—10]
nitrobenzene, with the relatively small dielectric constant. Herweg used the resonant
circuit to detect very small changes of the electric capacitance AC (E) /C ~ 107°
induced by the strong electric field. Piekara developed the concept toward the appli-
cation of the superheterodyne-like design [6—10]. The sensitivity of the apparatus
made it possible to detect the smallest known NDE values in liquids, associated with
statistical fluctuations of polarization. Such effects are the only source of NDE in
nonpolar solvents, such as carbon tetrachloride or benzene [10, 57]:

A E
— ~ C(aP+(am)y (31)

where AP = P — (P) is for statistical fluctuations of polarizability and A M? =
M?* — (M?) is related to fluctuations of the (induced) dipole moment, xr denotes the
isothermal compressibility

Notable is the coherence of Eq. (3) for critical fluctuations and Eq. (30) for sta-
tistical fluctuations. The contribution from statistical fluctuations is always positive,
what is also the case of critical fluctuations in binary mixtures, although for some
liquid crystals the negative sign of the fluctuations-related effect is also possible
(for instance in 5 * CB). Statistical fluctuations are related to the smallest known
values of NDE: ~10~'° m?/V?2. Molecular mechanisms (the orientation of dipole
moments, intermolecular couplings, associates, intramolecular rotation, etc.) usually
yield NDE in the range from 10~'® m?/V? to 10~'® m?/V?. Pretransitional fluctua-
tions led to the contribution from 10~'8 m?/V? (isotropic MBBA, critical mixtures
where £; — &, < 5, etc.) to even 10~ m?/V? [10]. The superheterodyne-type (with
two generators) design of NDE apparatus in practice appeared to be (very) sensitive
to parasitic distortions such as the electromagnetic “noise” and “imperfections” of
the power supply. Moreover, it requires the perfect grounding what is difficult for the
“naturally scattered design”. The source of a notable systematic biasing error was
also the problem with the scaling of the obtained experimentally values of electric
capacitance AC (E) to estimate the required value of AeZ. Figure 21 shows the
new scheme of the apparatus for the single-generator dual-field NDE apparatus. The
compact design of the NDE front “measuring” module, from which signal is directly
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Fig. 21 Single generator dual-field apparatus for NDE/NDS measurements applying the modula-
tion domain analyzer enabling the detection of frequency versus time changes of the output signal.
In the first version of the apparatus, the MDA (HP) 53310A was used. The strong electric field can
be applied in the form of DC pulses, U < 1200 V lasting from At = 0.5 ms to several minutes.
Additional possibility was the train of sinusoidal E (¢) changes: frequencies f < 20kHz, voltage
Upeak—peak < 1000 V: the pulse length depends on the frequency usually it contained ~10 cycles.
The apparatus made it possible to detect NDE for selected measurement frequencies from ca. 20 kHz
to 20 MHz. The NDE versus time profile, both in the DC and AC modes of the strong electric field,
could be scanned. Such feature shifted the basic NDE toward the nonlinear dielectric spectroscopy
(NDS). The scanned NDE versus time outputs are cumulated to increase the signal-to-noise ratio
in the final step of the measurement process

directed to them modulation domain analyzer and the “hard” separation of modules,
solved the key grounding problem.

The next issue was the new design of the calibration unit, which now can be per-
manently linked to the resonant circuit, also when applying the high voltage (Fig. 22).
The calibration unit is based on the reed delay switch mounted on a copper jacket.
One of its contacts sticks out about 1 mm outside the copper coat. The switching
on/off results in the change of the capacitance between the stick and the copper sur-
rounding. It can be located directly within the generator due to small dimensions
(10 mm diameter and 30 mm length).

The next important issue is the design of measurement capacitors, with the tested
liquid dielectric. The high sensitivity of the dual-field NDE apparatus requires inten-
sities of the electric field only Esyong < 10kV/cm (often Egrong ~ 2kV/em is
satisfactorily NDE registration) and for the weak measuring field Ewe < 10 V/em.
These enable the usage of macro-gaps of the measurement capacitor ranging from
50 pm to 1 mm.
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Fig. 22 The facility for scaling direct experimental AC (E) values of capacitance to determine
related values of Ae”, necessary to calculate NDE. The magnetic field from the coil close/open
reed switch, introducing well-defined changes of the electric capacitance. For the NDE facility of
the authors ACcaiip. = 4.7femtoF and the duration Ar = 1 ms [58]

Such gaps help to avoid gas bubbles which can distort/destroy experimental result.
The design of such capacitor, ready also for high-pressure measurements, is shown
in Fig. 23.

Apart from the high sensitivity, the nice feature of the dual-field NDE technique is
the fact that the strong electric field is applied in the form of well-defined pulses. This
enables “online” detection of parasitic artifacts: for instance, heating of the sample
during the measurement process causes the horizontal shift of the baseline after the
application of the strong electric field; gas bubbles cause characteristic “deformation”
of the NDE output signal. All these enable online detection of experimental prob-
lems associated with samples and experimental preparations. The dual-field NDE,
briefly described above, can be considered as the direct parallel of the “dynamic”
electro-optic Kerr effect, but for radio frequencies. Recent years open the possibility
of dual-field NDE/NDS measurements using only a single generator, and the new
generation of modulation domain analyzers has emerged. It offers the possibility of
the simultaneous detection of both A&’ (real) and Ae”” (imaginary) components,
in the DC and AC modes of the “pulsing” strong electric field with changing fre-
quency. This can be supplemented by the controlled scan of frequencies of the weak
measuring field.
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Pressurized liguid

D Capacitor body: Invar

quartz spacer

Teflon washer

Teflon film
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transmission

[l Tested liquid

CIXXXXX—) Toroid-like washer

? Screws
30 mm ﬁ

Pressurized liguid

Body of the pressure chamber

to pressure source
— =

Fig. 23 The measurement capacitor uses for high-pressure studies. The diameter 2r = 16 mm;
the distance between plates of the capacitor d: from 50 wm to 1 mm. As the spacer the ring
made from quartz is used. Pressure is transmitted to the tested liquid via the deformation of the
specially prepared Teflon film. For the given design of the capacitor, there is no possibility of the
contact between the pressurized medium and the measured liquid and pressure can be increased
and decreased without a risk such that parasitic interaction appears. The undesired gas appearance
of gas bubbles can be easily detected
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Third and Fifth Harmonic Responses )
in Viscous Liquids L

S. Albert, M. Michl, P. Lunkenheimer, A. Loidl, P. M. Déjardin and F. Ladieu

Abstract We review the works devoted to third and fifth harmonic susceptibilities
in glasses, namely X3(3) and XS(S). We explain why these nonlinear responses are
especially well adapted to test whether or not some amorphous correlations develop
upon cooling. We show that the experimental frequency and temperature dependences
of X3(3) and of )(5(5) have anomalous features, since their behavior is qualitatively
different to that of an ideal gas, which is the high-temperature limit of a fluid. Most
of the works have interpreted this anomalous behavior as reflecting the growth, upon
cooling, of amorphously ordered domains, as predicted by the general framework
of Bouchaud and Biroli (BB). We explain why most—if not all—of the challenging
interpretations can be recast in a way which is consistent with that of Bouchaud and
Biroli. Finally, the comparison of the anomalous features of XS(S) and of X3(3) shows
that the amorphously ordered domains are compact, i.e., the fractal dimension d is
close to the dimension d of space. This suggests that the glass transition of molecular

liquids corresponds to a new universality class of critical phenomena.
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1 Why Measuring Harmonic Susceptibilities? Some Facts
and an Oversimplified Argument

Most of our everyday materials are glasses, from window glasses to plastic bottles,
and from colloids to pastes and granular materials. Yet the formation of the glassy
state is still a conundrum and the most basic questions about the nature of the glassy
state remain unsolved, e.g., it is still hotly debated whether glasses are genuine solids
or merely hyperviscous liquids.

Over the past three decades, the notion evolved that higher order harmonic suscep-
tibilities are especially well suited to unveil the very peculiar correlations governing
the glass formation, yielding information that cannot be accessed by monitoring the
linear response. This is illustrated in Fig. 1 displaying the third harmonic cubic sus-
ceptibility X3(3)—deﬁned in Sect. 2.1—for four very different kinds of glasses [1-6].
In the case of spin glasses [1, 7]—see Fig. la— it was discovered in the 80s that
X3(3) diverges at the spin glass transition temperature 7, revealing the long-range
nature of the spin glass amorphous order emerging around Tsi. Here the expres-
sion “amorphous order” corresponds to a minimum of the free energy realized by a
configuration which is not spatially periodic. Similar nonlinear susceptibility experi-
ments have been performed by Hemberger et al. [2] on an orientational glass former.
In orientational glasses, electric dipolar or quadrupolar degrees of freedom undergo
a cooperative freezing process without long-range orientational order [8]. As illus-
trated in Fig. 1b, the divergence of | X3(3)| is not accompanied by any divergence of
the linear susceptibility |x1|.

We shall show in Egs. (1) and (2) that this is intimately related to the very notion
of amorphous ordering. For structural glasses, e.g., glycerol, it was discovered [3, 4]
less than 10 years ago that |X3(3) (w, T)| has ahump close to the « relaxation frequency
[, and that the height of this hump is increasing anomalously upon cooling. A hump
of | X3(3)| has also been recently discovered in a colloidal glass [5, 6], in the vicinity
of the B relaxation frequency fg, revealing that any shear strain connects the system
to a nonequilibrium steady state—see [5, 6]. Of course, as detailed balance does not
hold in colloids, the comparison of colloidal glasses with spin glasses, orientational
glasses, and structural glasses cannot be quantitative. However, the four very different
kinds of glasses of Fig. 1 have the common qualitative property that nonlinear cubic
responses unveil new information about the glassy state formation.

Let us now give an oversimplified argument explaining why nonlinear responses
should unveil the correlations developing in glasses. We shall adopt the dielectric
language adapted to this review devoted to supercooled liquids—where detailed bal-
ance holds— and consider a static electric field E applied onto molecules carrying
a dipole moment pigip. At high temperature T', the system behaves as an ideal gas
and its polarization P is given by
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Fig. 1 Third Harmonic susceptibilities of very different types of glasses approaching their glass
transition. a In the Ag:Mn spin glass [1], the static value of X3<3) diverges when approaching the
critical temperature 7; ~ 2.94 K [1]. b Similar arguments are used to rationalize the third harmonic
dielectric susceptibility of an orientational glass [2]. ¢ In glycerol [3, 4], the modulus of the—
dimensionless—cubic susceptibility X§3) has a peak as function of frequency, which increases
anomalously upon cooling. d Strain—stress experiment in the colloidal system studied in Refs. [5,
6]. When increasing the volumic density ¢, the increasing peak of Q¢ = | X3(3) /x1| reveals that any
shear strain connects the system to a non-equilibrium steady state—see [5, 6]. In all these four
examples, x3(3) unveils informations about the nature of the glassy state that cannot be obtained by
studying the linear susceptibility xj. From Refs. [1-3, 6]

P = :udip% <MdipEst>

Cld kBT
. Liap (RapEa) _ 1 pap (RapEs)® 2 pap (RapEs)"
T3 qad kgT 45 g4 kgT 945 ad kgT

(D

where a? is the molecular d-dimensional volume, %} is the suitable Langevin func-
tion expressing the thermal equilibrium of a single dipole in dimension d, and where
the numerical prefactors of the linear-, third-, and fifth-order responses correspond
to the case d = 3. Assume now that upon cooling some correlations develop over a
characteristic lengthscale ¢, i.e., molecules are correlated within groups containing
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Neow = (£ /a)d/ molecules, with d; the fractal dimension characterizing the corre-
lated regions. Because these domains are independent from each other, one can use
Eq. (1), provided that we change the elementary volume a? by that of a domain—
namely a? (€/a)?—as well as the molecular dipole /1qi, by that of a domain—namely
Idip(€/a)@/?. Here, the exponent dy /2 expresses the amorphous ordering within
the correlated regions, i.e., the fact that the orientation of the correlated molecules
looks random in space. We obtain

P ~ 1 4 4d /LdipEst 1 14 2y—d MdipESt ’
paip/a® 3 (a) ( kT ) 45 (a) ( kgT ) +
L2 (£> <u>+ )
945 \ a kgT

which shows that the larger the order k of the response, the stronger the increase
of the response when £ increases. As dy < d, Eq. (2) shows that the linear response
never diverges with £: it is always, for any ¢, of the order of ugip /(a%kgT). This
can be seen directly in Eq. (2) in the case d; = d ; while for d; < d one must add
to Eq. (2) the polarization arising from the uncorrelated molecules not belonging to
any correlated region. This insensitivity of the linear response to £ directly comes
from the amorphous nature of orientations that we have assumed when rescaling
the net dipole of a domain—by using the power dy/2. By contrast, in a standard
para—ferro transition one would use instead a power dy to rescale the moment of
a domain, and we would find that the linear response diverges with £ as soon as
dy > d /2—which is the standard result close to a second-order phase transition. For
amorphous ordering, the cubic response is thus the lowest order response diverging
with £, as soon as dy > d /2. This is why cubic responses—as well as higher order
responses—are ideally suited to test whether or not amorphous order develops in
supercooled liquids upon cooling.

For spin glasses, the above purely thermodynamic argument is enough to relate
the divergence of the static value of X3(3)—see Fig. la—to the divergence of the
amorphous order correlation length £. For structural glasses this argument must be
complemented by some dynamical argument, since we have seen on Fig. 1c that the
anomalous behavior of X3(3) takes place around the relaxation frequency f,. This
has been done, on very general grounds, by the predictions of Bouchaud and Biroli,
who anticipated [9] the main features reported in Fig. Ic. BB’s predictions will be
explained in Sect. 3. Before, we shall review in Sect. 2 the main experimental features
of third and fifth harmonic susceptibilities. Because of the generality of Eq. (2) and of
BB’s framework, we anticipate that y3 and xs have common anomalous features that
can be interpreted as reflecting the evolution of £—and thus of N,,—upon cooling.
The end of the chapter, Sect.4, will be devoted to more specific approaches to the
cubic response of glassforming liquids. Beyond their apparent diversity, we shall
show that they can be unified by the fact that in all of them, N, is a key parameter—
even though itis sometimes implicit. The Appendix contains some additional material

for the readers aiming at deepening their understanding of this field of high harmonic
responses.
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2 Experimental Behavior of Third and Fifth Harmonic
Susceptibilities

2.1 Definitions

When submitted to an electric field E (t) depending on time 7, the most general expres-
sion of the polarization P (¢) of a dielectric medium is given by a series expansion
as follows :

P(t) =) Puii(0), 3)

m=0

where because of the £ — — E symmetry, the sum contains only odd terms, and the
(2m + 1)-order polarization Py, (¢) is proportional to E>"*!, The most general
expression of Py,,41(¢) is given by

“4)

Because of causality, x2,+1 = 0 whenever one of its arguments is negative. For
a field E(t) = E cos(wt) of frequency w and of amplitude E, it is convenient to
replace xam+1 by its (2m + 1)-fold Fourier transform and to integrate first over
A 41+ Defining the onefold Fourier transform ¢ (w) of any function ¢ ()
by ¢(w) = [ ¢(t)e ! dt (withi? = —1)and using [ e '@ ~dt = 27§ (w) — w),
where § is the Dirac delta function, one obtains the expression of Py, (7). This
expression can be simplified by using two properties: (a) the fact that the var-

ious frequencies w;, play the same role, which implies x2,+1(—w, ®, ..., ®) =
Xom+1(@, —w, ..., w); (b) the fact that x»,,+; is real in the time domain implying
that xom+1(—w, ..., —w) is the complex conjugate of x2,+(w, ..., w). By using

these two properties, we obtain the expression of all the P, (), and in the case of
the third-order polarization this yields the following:

Ps(t 1 3
LelON ZE3|X3(3)(a))| cos(3wt — 85 () + Z153|X3“>(w)| cos(wt — 85" (w)),
; @)
where we have set x3(w, @, ®) = [ (@)|e™® @, and x3(w, 0, —) = [\ ()|
e—ity (@)
Similarly, for the fifth-order polarization, we obtain
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Ps(t 1
Z( ) = 1—6E5|X55) (w)| cos(Swt — 8(5) (w)) —l— |x53) (w)| cosBwt — 5?) (w)) +
0

10
1k Ixsl)(a))|c0s(wt—6§1)(a))), (6)

where, we have set x5 (0, @, ®, @, @) = |X5(5) (@) |e’i‘3§5)(“)), and similarly xs(w, @, o,
o, —0) =[x (@)]e7 @ as well as x5(w, 0, 0, —0, —w) = [P (@)]e7"@.

For completeness, we recall that the expression of the linear polarization P (¢) is
Pi(t)/g0 = E|x1(w)| cos(wt — 8, (w)) where we have set x;(w) = | x1(w)|e @,
In the linear case, we often drop the exponent indicating the harmonic, since the
linear response P (¢) is by design at the fundamental angular frequency w. The only
exception to this simplification is in Fig. 11 (see below), where for convenience the
linear susceptibility is denoted Xl(l)

Up to now, we have only considered nonlinear responses induced by a pure AC
field E, allowing to define the third harmonic cubic susceptibility X3(3) and/or the fifth
harmonic fifth-order susceptibility XS(S) to which this chapter is devoted. In Sect. 2.3
and Figs.8 and 9, we shall briefly compare X3(3) with other cubic susceptibilities,
namely Xél) already defined in Eq. (5) as well as X2(1 f that we introduce now.

This supplementary cubic susceptibility is one of the new terms arising when a
static field E is superimposed on top of E. Because of E, new cubic responses arise,
both for even and odd harmonics. For brevity, we shall write only the expression of the
first harmonic part P3(1) of the cubic polarization, which now contains the following
two terms:

&))
P38—0(t) - Z|X3(l)(a))|E3 cos (@t — 53" (@)) + 31x5) (@) E2E cos (ot — 8 (@),
(7
where we have defined | x3.| ()] exp (=i85,) (@) = x3(0, 0, w).
For any cubic susceptibility—generically noted x3;—or for any fifth-order
susceptibility—generically noted xs—the corresponding dimensionless susceptibil-
ity X3 or X5 is defined as

ke T (kg T)?
X —_— X3, Xs= ———xs5, 8
3= oAy 2d X3 5= 2Ayia g Xs ()

where Ay is the “dielectric strength”, i.e., Ax; = x1in(0) — X1in(00) Where xjin (0)
is the linear susceptibility at zero frequency and yji, (00) is the linear susceptibility at
a-high-frequency, where the orientational mechanism has ceased to operate. Note that
X3 as well as X5 have the great advantage to be both dimensionless and independent
of the field amplitude.
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2.2 Frequency and Temperature Dependence of Third
Harmonic Susceptibility

In this section, we review the characteristic features of X3(3) both as a function of
frequency and temperature. We separate the effects at equilibrium above 7, and
those recorded below Ty in the out-of-equilibrium regime.

2.21 Above T,
In the o regime:

Figure 2 shows the modulus |X3(3) | for propylene carbonate [10]. It is an archetypical
example of what has been measured in glassforming liquids close to ;. For a given
temperature, one distinguishes two domains:

1. For very low frequencies, f/f, < 0.05, a plateau is observed as indicated by the
shaded area in Fig.2, i.e., | X3(3)| does not depend on frequency. This is reminis-
cent of the behavior of an ideal gas of dipoles where each dipole experiences a
Brownian motion without any correlation with other dipoles. In such an ideal
gas, |X3(3)| has a plateau below the relaxation frequency and monotonously falls
to zero as one increases the frequency. Because the observed plateau in Fig.2
is reminiscent to the ideal gas case, it has sometimes [3, 4] been called the
“trivial” regime. What is meant here is not that the analytical expressions of the
various x3 are “simple”—see Appendix 2— but that the glassy correlations do
not change qualitatively the shape of X3(3) in this range. Physically, an ideal gas
of dipoles corresponds to the high-7" limit of a fluid. This is why it is a useful
benchmark which allows to distinguish the “trivial” features and those involving
glassy correlations.

2. When rising the frequency above 0.05 f,,, one observes for | x3(3)| a hump for a
frequency fpeak/fo 2 ¢ where the constant ¢ does not depend on 7" and weakly

Fig. 2 Third-order

harmonic component of the

dielectric susceptibility of i
propylene carbonate [10]. 10

- oPVlene carbongte

Spectra of | x§3)|E 2 are

shown for various a
temperatures measured at a %, 10
field of 225 kV/cm. The =
yellow-shaded plane
indicates the plateau arising 10
in the trivial regime
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depends on the liquid (e.g., ¢ =~ 0.22 for glycerol and ¢ >~ 0.3 for propylene car-
bonate). This hump is followed by a power law decrease | X3(3)| ~ =B where
B3 < 1 is close [3] to the exponent governing the decrease of |x;| above f,.
Qualitatively, this hump is important since it exists neither in the cubic suscep-
tibility of an ideal gas of dipoles nor in the modulus of the linear response | x| |
of the supercooled liquids. This is why this hump has been termed the “glassy
contribution” to x3. On a more quantitative basis, the proportionality of fye.x and
of f, has been observed for f, ranging from 0.01 Hz to 10 kHz—above 10 kHz
the measurement of X3(3) is obscured by heating issues, see [11] and Sect. 5.

The consistency of the above considerations can be checked by comparing the third-
order susceptibility of canonical glass formers to that of monohydroxy alcohols.
The linear dielectric response of the latter is often dominated by a Debye relax-
ation process, which is commonly ascribed to the fact that part of the molecules are
forming chain-like hydrogen-bonded molecule clusters with relatively high dipolar
moments [12]. This process represents an idealized Debye relaxation case as it lacks
the heterogeneity-related broadening found for other glass formers. Moreover, cor-
relations or cooperativity should not play a significant role for this process, because
cluster—cluster interactions can be expected to be rare compared to the intermolecular
interactions governing the « relaxation in most canonical glass formers [13]. Thus,
this relaxation process arising from rather isolated dipolar clusters distributed in a
liquid matrix can be expected to represent a good approximation of the “ideal dipole
gas” case mentioned above. The monohydroxy alcohol 1-propanol is especially well
suited to check this notion because here transitions between different chain topolo-
gies, as found in several other alcohols affecting the nonlinear response [14, 15],
do not seem to play a role [15]. Figure 3a shows the frequency-dependent modulus,
real, and imaginary part of )(3(3)E2 for 1-propanol at 120 K [13, 16]. Indeed, no

hump is observed in | X3(3)|(v) as predicted for a noncooperative Debye relaxation.
The solid lines were calculated according to Ref. [17], accounting for the expected
trivial polarization-saturation effect. Indeed, the spectra of all three quantities are
reasonably described in this way. In the calculation, for the molecular volume an
additional factor of 2.9 had to be applied to match the experimental data, which
is well consistent with the notion that the Debye relaxation in the monohydroxy
alcohols arises from the dynamics of clusters formed by several molecules.

In marked contrast to this dipole-gas-like behavior of the Debye relaxation of 1-
propanol, the X3(3) spectra related to the conventional « relaxation of canonical glass
formers exhibit strong deviations from the trivial response, just as expected in the
presence of molecular correlations. As an example, Fig. 3b shows the modulus, real,
and imaginary part of XSG) E? of glycerol at 204 K. Again the lines were calculated
assuming the trivial nonlinear saturation effect only [17]. Obviously, this approach
is insufficient to provide a reasonable description of the experimental data. Only
the detection of plateaus in the spectra arising at low frequencies agrees with the
calculated trivial response. This mirrors the fact that, on long time scales, the liquid
flow smoothes out any glassy correlations.
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imaginary part of the
third-order dielectric
susceptibility x3(3) (times
E?) of 1-propanol at 120K
as measured with a field of
468 kV/cm [16]. The solid
lines were calculated
according to Ref. [17]. b
Same for glycerol at 204 K
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When varying the temperature, two very different behaviors of x3(3) are observed:

1. Inthe plateau region, the weak temperature dependence of X3(3) is easily captured
by converting x3(3) into its dimensionless form X §3) by using Eq. (8): one observes
[3, 4] that in the plateau region X §3) does not depend at all on the temperature.
Qualitatively this is important since in an ideal gas of dipoles X §3) does also
not depend on temperature, once plotted as a function of f/f,. This reinforces
the “trivial” nature of the plateau region, i.e., the fact that it is not qualitatively
affected by glassy correlations.

. In the hump region, |X§3)( f/f«)| increases upon cooling, again emphasizing
the “anomalous”—or “non trivial’—behavior of the glassy contribution to X3(3)-

This increase of the hump of |X §3)| has been related to that of the apparent

activation energy E,(T) =01Int,/d(1/T)—see Refs. [10, 18]—as well as

to Txr =10Int,/0InT]| [3, 4, 19, 20]. Note that because the experimental
temperature interval is not so large, the temperature behavior of E,, and of

T xr is extremely similar. Both quantities are physically appealing since they are

related to the number N (T') of correlated molecules: the line of thought where

E.t ~ Neore (T) dates back to the work of Adam and Gibbs [21]; while another

series of papers [22, 23] proposed a decade ago that Ny o T x7. Figure4

illustrates how good is the correlation between the increase of the hump of
| X §3) |—left axis—and E,.(T"). This correlation holds for five glass formers,
of extremely different fragilities, including a plastic crystal, where only the

orientational degrees of freedom experience the glass transition [24].



228 S. Albert et al.

=H

s symbols

5 lines —.
I 12
] 8
& glycerol
-
e,

corr

N
(A2) ()P / (Crunp

" " 0
150 200 250
T(K)

Fig. 4 For several glass formers, Ncoi (7)) as extracted from the hump of |X§3) | (left axis) closely
follows E.¢(T'), deduced from the temperature dependence of the «-relaxation time [10] (right
axis). The abbreviations stand for propylene carbonate (PCA), 3-fluoroaniline (FAN), 2-ethyl-1-
hexanol (2E1H), cyclo-octanol (c-oct), and a mixture of 60% succinonitrile and 40% glutaronitrile
(SNGN). From Ref. [18]

In the excess wing regime:

In the dielectric-loss spectra of various glass formers, at high frequencies the
excess wing shows up, corresponding to a second, shallower power law at the right
flank of the o peak [25]. Figure 5a shows loss spectra of glycerol, measured at low
and high fields up to 671 kV/cm [26, 27], where the excess wing is indicated by
the dashed lines (It should be noted that the difference of these loss curves for high
and low fields is directly related to the cubic susceptibility X3(1)’ defined in Eq. (5)
[16]). As already reported in the seminal paper by Richert and Weinstein [28], in
Fig.5a at the right flank of the «-relaxation peak a strong field-induced increase of
the dielectric loss is found while no significant field dependence is detected at its low-
frequency flank. In Ref. [28] it was pointed out that these findings are well consistent
with the heterogeneity-based box model (see Sect.4.3). However, as revealed by
Fig.5a, remarkably in the region of the excess wing no significant nonlinear effect
is detected. Time-resolved measurements, later on reported by Samanta and Richert
[29], revealed nonlinearity effects in the excess wing region when applying the high
field for extended times of up to several 10,000 cycles. Anyhow, the nonlinearity in
this region seems to be clearly weaker than for the main relaxation and the nonlinear
behavior of the excess wing differs from that of the « relaxation.

To check whether weaker nonlinearity in the excess wing region is also revealed in
higher harmonic susceptibility measurements, Fig. 5b directly compares the modulus
of the linear dielectric susceptibility of glycerol at 191K to the third-order suscep-
tibility | X3(3) | (multiplied by E?) [30] (We show |x;| corrected for x| o = €00 — 1
caused by the ionic and electronic polarizability, whose contribution to the modulus
strongly superimposes the excess wing). While the linear response exhibits a clear
signature of the excess wing above about 100 Hz (dashed line), no trace of this
spectral feature is found in | X3(3)(v)|. Thus, we conclude that possible nonlinearity
contributions arising from the excess wing, if present at all, must be significantly
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Fig. 5 a Dielectric loss of glycerol measured at fields of 14 kV/cm (open symbols) and 671 kV/cm
(closed symbols) shown for four temperatures [27]. The solid lines were measured with 0.2 kV/cm
[26]. The dashed lines indicate the excess wing. b Open triangles: Absolute values of x; (corrected

for x1,00 = €00 — 1) at 14 kV/cm for glycerol at 191 K. Closed triangles: X3(3)E2 at 565 kV/cm
[30]. The solid lines indicate similar power laws above the peak frequency for both quantities. The
dashed line indicates the excess wing in the linear susceptibility at high frequencies, which has no

corresponding feature in X3(3) (v)

weaker than the known power law decay of the third-order susceptibility at high
frequencies, ascribed to the nonlinearity of the « relaxation.

The excess wing is often regarded as the manifestation of a secondary relaxation
process, partly superimposed by the dominating «-relaxation [31, 32]. Thus, the
weaker nonlinearity of the excess wing seems to support long-standing assumptions
of the absence of cooperativity in the molecular motions that lead to secondary
relaxation processes [33, 34]. Moreover, in a recent work [35] it was pointed out
that the small or even absent nonlinear effects in the excess wing region can also be
consistently explained within the framework of the coupling model [34], where the
excess wing is identified with the so-called “nearly constant loss” caused by caged
molecular motions.
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2.2.2 Below T,

Below T, the physical properties are aging, i.e., they depend on the time #, elapsed
since the material has fallen out of equilibrium, i.e., since the glass transition tem-
perature 7, has been crossed. The mechanism of aging is still a matter of controversy
[36—40], owing to the enormous theoretical and numerical difficulties inherent to out-
of-equilibrium processes. Experimentally, a few clear-cut results have been obtained
in spin glasses [41] where it was shown, by using nonlinear techniques, that the
increase of the relaxation time t,, with the aging time #, can be rather convincingly
attributed to the growth of the number N, of correlated spins with 7,. Very recently
extremely sophisticated numerical simulations have been carried out by the so called
Janus international collaboration, yielding, among many other results, a strong micro-
scopic support [42] to the interpretation given previously in the experiments of Ref.
[41].

In structural glasses, the aging properties of the linear response have been reported
more than one decade ago [44, 45]. More recently, the aging properties of X3(3)
were reported in glycerol [43] and its main outputs are summarized in Figs.6 and
7. A glycerol sample previously well equilibrated at 7, + 8 K was quenched to a
working temperature 7, = T, — 8 K and its third harmonic cubic susceptibility was
continuously monitored as a function of #,. The dominant effect is the increase of
the relaxation time t, with #,. In Ref. [43] 7, increases by a factor ~6 between
the arrival at T,,—i.e., f, = O—and the finally equilibrated situation reached for
ta > Tyeq Where 1, is equal to its equilibrium value 7, .q—and no longer evolves
with 7,. This variation of 7, with the aging time 7, can be very accurately deduced
from the shift that it produces on the imaginary part of the linear response x”(f, t,).

= A X

g

= 107 —8— Xeq) [Jq1 _
x . g
= (=] x [taJ [y
(=] =
= 7"(eq) Py
‘E" o

o5 :ﬂu
& =
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Fig. 6 During the aging of glycerol—at T, — 8K—the increase of 7, with the aging time f, is
measured by rescaling the aging data—symbols—of x'—right axis onto the equilibrium data—
solid black line. The corresponding scaling fails for X §3) (f, ty)—Tleft axis—revealing the increase
of Neorr during aging. See [43] for details about the quantity z(z,)/z(T) which is involved in the
left axis but varies by less than 2% during aging. From [43]
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This is summarized in Fig. 6 for 5 different frequencies: when plotted as a function of
f/fu(ta) = 27 f1,(t,), the aging values of x”( f, t,)—symbols—are nicely rescaled
onto the equilibrium values x”( f, eq)—continuous line—measured when #, >> Ty oy -
The most important experimental result is that this scaling fails for | X §3) (f, ta)] as
shown by the left axis of Fig. 6: For short aging times, the difference between aging
data (symbols) and equilibrium values (continuous line) is largest. This has been
interpreted as an increase of N o with the aging time t,. This increase of Neo(f,)
toward its equilibrated value N o (eq) is illustrated in Fig. 7 where the variation of
8 = Necor(fa) / Neorr (€q) is plotted as a function of #,. It turns out to be independent
of the measuring frequency, which is a very important self-consistency check.

The increase of N during aging can be rather well captured by extrapolating
the Neor (T) variation obtained from the growth of the hump of | X§3)| measured at
equilibrium above 7, and by translating the 7, (#,) in terms of a fictive temperature
T (t,) which decreases during aging, finally reaching 7,, when f, 3> 74 ¢q. This
yields the continuous line in Fig.7, which fairly well captures the data drawn from
the aging of x3(3). Because this extrapolation roughly agrees with the aging data,
one can estimate that the quench from 7, + 8 K to T, = T, — 8 K corresponds to
a doubling of Ncorreq. The approximately 10% increase reported in Fig.7 is thus
the long time fail of this increase, while the first 90% increase cannot be measured
because it takes place during the quench.

Beyond the qualitative result that N, increases during aging, these X3(3) (t,) data
can be used to test quantitatively some theories about the emergence of the glassy
state. By gathering, in the inset of Fig.7, the equilibrium data—symbols lying in
the [1; 1.3] interval of the horizontal axis—and the aging data translated in terms of
Tt (t,)—symbols lying in the [2; 2.3] interval—one extends considerably the exper-
imental temperature interval, which puts strong constraints onto theories. Summariz-
ing two different predictions by In(ty/79) = Y N / (ks T) with Y ~ T ¢ = 3/2
for Random First- Order Transition Theory (RFOT) [46] while Y ~ 1; ¢ = 1 for the
numerical approach of Ref. [47], Fig.7 is designed to test these two predictions, see

Fig. 7 The values of

* 12mHz 5. mots
8 = Neorr (ta)/ Neorr (€9) | ® 36mHz -® L1 D |
extracted from Fig. 6 show 1,007 & 1o6mHz
the increase of Neoyr during = 11Hz .

aging. Inset: different
theories are tested gathering
equilibrium and aging
experiments. From [43]
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Ref. [43] for details: it shows that both of them are consistent with experiments—
contrary to another prediction relying onto a critical relation 7, o< NZ,, yielding an
unrealistic large value of z ~ 20 to account for the experiments.

2.3 Strong Similarities Between Third and First Cubic
Susceptibilities

We now come back to equilibrium measurements, i.e., above T;—and compare the

behavior of the third harmonic cubic susceptibility )(3(3) as well as the first harmonic

cubic susceptibilities XS(I) and X2(1 1) introduced in Eq. (7). We remind that Xz(l]) corre-
sponds to the case, where a static field E is superimposed to the AC field E cos(wt).
Figures 8 and 9 show the modulus and the phases of the three cubic susceptibilities

for glycerol and for propylene carbonate.

Fig. 8 For glycerol and (a) T T T T
fo =~ 2 Hz, modulus—top

oL o009, X 4
panel—and phase—bottom 10 o° .\.I\ 3|

panel—of the three cubic . ’:‘ .
susceptibilities defined in W‘\z .\_ \
A

A
Egs. (5) and (7). The salient e = . . o
features of the three cubic -AAA oo—° ‘&.A \- X
susceptibilities are similar, L Aa .

which strongly suggests a A\“ \
common physical A“K N '\
origin—see text. Dotted lines l\: 5
are Arg[Xgi] + 7 or +27 glycerol 202K A\g\
and support Egs. (9) and
(10). From [48]

D) My 1x®
Xl X1 157
=)

phase (°)

fIf,
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Fig. 9 Same representation a)
as in Fig. 8 but for propylene

carbonate. From [48] 10°F
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1. For the modulus: At a fixed temperature, the main features of the frequency

dependence of | X3( D | and of | Xz(;ll) | are the same as those of | X3(3) |: when increasing
the frequency, one first observes a low-frequency plateau, followed by a hump in
the vicinity of £, and then by a power law decrease ~ f . The most important
differences between the three cubic susceptibilities are the precise location of the
hump and the absolute value of the height of the hump. As for the temperature

dependence, one recovers for | X3(1)| and for | X2(1 1) | what we have already seen for

| X3(3) |: once put into their dimensionless forms X3 the three cubic susceptibilities
donot depend on T in the plateau region, at variance with the region of the hump
where they increase upon cooling typically as E,(T) = 0 In1,/9d(1/T) which
in this T range is very close to T xy = |dInt,/dInT| [3, 4, 10, 19, 20, 48].

. The phases of the three cubic susceptibilities basically do not depend explicitly
on temperature, but only on u = f/f,,, through a master curve that depends only
on the precise cubic susceptibility under consideration. These master curves
have the same qualitative shape as a function of u in both glycerol and propy-
lene carbonate. We note that the phases of the three cubic susceptibilities are
related to each other. In the plateau region all the phases are equal, which is
expected because at low frequency the systems responds adiabatically to the
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field. At higher frequencies, we note that for both glycerol and propylene car-
bonate (expressing the phases in radians):

Arg [x;”] ~ Arg [x;};] 7 for f/f. > 0.5; )

Arg[ X" ] ~ Arg [x(]  for f/fu =S (10)

which are quite nontrivial relations.

3. Inthe phase of X3(1) of propylene carbonate (Fig. 9), ajump of  is observed which
is accompanied by the indication of a spikelike minimum in the modulus—see
[48] for more details. A similar jump may also be present in glycerol (Fig.8).
This jump in the phase happens at the crossover between the 7'-independent
“plateau” and the strongly T -dependent hump. More precisely in the “plateau”
region, one observes a reduction of the real part of the dielectric constant y,
while around the hump y is enhanced. At the frequency of the jump, both effects
co(rlr)lpensate and this coincides with a very low value of the imaginary part of
X3

2.4 Frequency and Temperature Dependence of Fifth
Harmonic Susceptibility

In this section, we first explain why measuring Xs(s) is interesting for a better under-

standing of the glass transition. We then see the characteristic features of XS(S) asa
function of frequency and temperature.

2.4.1 Interest in the Fifth-Order Susceptibility

In the previous sections, we have seen that the increase of the hump of |X3| upon
cooling has been interpreted as reflecting that of the correlation volume Neoqa®.
However in practice, this increase of N, remains modest—typically it is an increase
by a factor 1.5—in the range 0.01 Hz< f,, < 10 kHz, where the experiments are
typically performed. Physically, this may be interpreted by the fact that an increase
of N.or changes the activation energy, yielding an exponentially large increase of
the relaxation time t,. Now if one demands, as in standard critical phenomena, to
see at least a factor of 10 of increase of | X3| to be able to conclude on criticality,
one is lead to astronomical values of 7,: extrapolating the above result, e.g., | X3|
|01n 7, /0 In T| and assuming a VFT law for 7,,, one concludes that the experimental
characteristic times corresponding to an increase of | X3| by one order of magnitude
is 0.1 ms < 7, < 10'® 5. This means experiments lasting longer than the age of the
universe.
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This issue of astronomical timescales can be circumvented by using a less com-
monly exploited but very general property of phase transitions: close to a critical point
all the responses diverge together [49], since the common cause of all these diver-
gences is the growth of the same correlation length. Showing that all the responses
of order k behave as a power law of the first diverging susceptibility is another
way of establishing criticality. For glasses, we have seen in Eq. (2) that, apart from
x1 which is blind to glassy correlations, all other responses >3 grow as power
laws with the amorphous ordering length £: x3 o< (/ /a)de’d and ys oc (I /a)3df -,
Therefore, assuming that the main cause for the singular responses appearing in the
system is the development of correlations, there should be a scaling relation between
the third- and fifth-order responses, namely one should observe xs o X3M “) Where
w(dy) = Gdy — d)/Q2dy — d).

Measuring s is, of course, extremely difficult, because, for the experimentally
available electric fields, one has the hierarchy |x;|E > |x3|E® > |xs|E>. However,
this was done in Ref. [50] and we shall now briefly review the corresponding results.

2.4.2 Characteristic Features of the Fifth-Order Susceptibility

The modulus | XS(S) | of glycerol and propylene carbonate [50] can be seen in Fig. 10
as a function of frequency and temperature. Similarly to what has been seen in
Sect.2.2 on | X3(3) |, the frequency dependence can be separated in two domains (see
also Fig. 11):

1. For very low reduced frequencies (f/f, < 0.05), there is a plateau (indicated by
the yellow-shaded planes in Fig. 10), where the reduced response X §5) depends
neither on frequency nor on temperature. In this plateau, the behavior of the
supercooled liquid cannot be qualitatively distinguished from the behavior
expected from a high-temperature liquid of dipoles, depicted by the “trivial”
X ,ik) curves represented as dotted lines in Fig. 11.

2. At higher frequencies, we can observe a hump of | X §5> | that remarkably occurs
at the same peak frequency fpeak as in | X3(3) | in both glycerol and propylene
carbonate. Again one finds that, for the five temperatures where the peak is
studied, fpeak/fo = ¢, where the constant ¢ does not depend on T and weakly
changes with the liquid. This peak is much sharper for |X$'| than for |X|:
this is clearly evidenced by Fig.11 where the linear-, cubic-, and fifth-order
susceptibilities are compared, after normalization to their low-frequency value.
This shows that the anomalous features in the frequency dependence are stronger
in|X gS) | thanin | X §3) |: This may be regarded as a sign of criticality since close to
a critical point, the larger the order k of the response, the stronger the anomalous
features of X.

A second, and more quantitative indication of incipient criticality is obtained by

studying the temperature dependence of |X ;5)| and by comparing it with that of
(3)

[ X5
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Fig. 10 Measured values of | X5(5)| for glycerol—upper panel—and propylene carbonate—lower
panel—(the spheres and cubes in the upper panel indicate results from two different experimental
setups). The hump lies at the same frequency as for |X3(3)| and has significantly stronger variations
in frequency and in temperature, see Figs. 11 and 12. The arrows indicate the peak positions f, in

the dielectric loss. The yellow-shaded planes indicate the plateau arising in the trivial regime. From
Ref. [50]

. In the plateau region at f/f, < 0.05, the value of |X §5)| does not depend on

the temperature. This shows that the factor involved in the calculation of the

dimensionless X §5) from XS(S) —see Eq. (8)—is extremely efficient to remove all

trivial temperature dependences. As the trivial behavior depends on frequency—

see the dashed lines of Fig. 1 1—the “singular” parts of X3 and of X5 are obtained
as follows:
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Fig. 11 For glycerol,
comparison of the fifth, third
and linear
susceptibilities—the latter is
noted | xl(l)l. The hump for

| X5(5)| is much stronger than

that of |\”|. The dashed
lines are the trivial
contribution—see [50] for
details. From Ref. [50]

Fig. 12 Temperature
evolution of the singular
parts of fifth-and third-order
responses. All quantities are
normalized at a given
temperature—namely 207 K
for glycerol, upper panel;
and 164 K for propylene
carbonate, bottom panel.
This allows to determine the
exponent u relating | X5| and
| X3|* and to conclude that
the amorphously ordering
domains are compact —see
text. The hatched areas
represent the uncertainty on
w. From Ref. [50]

'O/ 1:50)]

(K)
K

[x

Y(T) 1 Y(207K)

—_
=2

Y(T) / Y(164K)

)

)

237

6r glycerol 204K
S B k=5 i
A k=3
4r ® k=1 i
<Y A L W k=5, trivial |
----- k = 3, trivial
2
1
0 2 e 0- == 1 2
10" 100 10 10 10
f/f,
T T = T _ T (3' T
20l O Y(T) = Max (X, sm(T)) Augsburg_
O Y(T)=Max (X, (T)) Saclay
A Y(T) = [Max (X5, (T)) Saclay
%\. r[ Hatched area: n=22 + 0.5
3
A
1.0+ 1 i
5
. glycer?l . ) ey é
195 200 205 210 215 220
T(K)
15L O Y(T)=Max (X;,, (T) |
A Y(T) = [Max (X7, (D)
i@\ Hatched area: p=17+04
10} fo! é .
* 4
e
ol propylene carbonate 1
’ 160 164 168

T(K)



238 S. Albert et al.

3 —yv® (3) (5) (5) (5
X;," .= X X3 trivial * X 5,sing. — XS X 5, trivial (11)
which correspond in Fig. 11 to a complex subtraction between the measured
data—symbols— and the trivial behav1or—dashed lines.
2. Around the hump, the temperature behavior of | X8 (fpeax )| is compared to that

of | X ﬁlng (fpeax)|”* where 1 is an exponent, that is, determined experimentally
by looking for the best overlap of the two series of data in Fig. 12—see [50] for
details. This leads us to values of © = 2.2 £ 0.5 in glycerol and u = 1.7 £ 0.4
in propylene carbonate. Therefore, within experimental uncertainties, results for
|X§3)| and |X§5)| would seem to advocate a value of u ~ 2. With u = (3dy —
d)/(2d; — d) as seen in Eq. (2)—see also Eq. (13) below—this corresponds to

a fractal dimensions of dr ~ 3.

5 smg

3 Testing Bouchaud-Biroli’s Predictions as well as the
General Theories of the Glass Transition

Having shown the experimental data for the nonlinear responses, we now move to
the interpretation part and start with Bouchaud-Biroli’s approach (BB), which is
the most general one. The more specific and/or phenomenological approaches of
nonlinear responses will be detailed in Sect. 4.

3.1 Bouchaud-Biroli’s Predictions

3.1.1 General Considerations About xzx.t1

To illustrate the general relations existing between the susceptibility xox4+; and
the correlation function of order 2k 4+ 2—with k > 0—in a system at thermal
equilibrium, let us consider a sample, submitted to a constant and uniform mag-
netic field %, containing N spins with an Hamiltonian .77 that depends on the
spin configuration “c”. The elementary relations of statistical physics yield the
magnetization M = Z, <S8;>/(Na?), where a* is the elementary volume and
where the thermal average <S;> is obtained with the help of the partition
functionZ = )" exp (—BI + Bh Y , Si) by writing <S;> = > S; exp (=B +
Bh Zk Sx)/Z with B = 1/(kgT). The linear response x; = (0M/dh),— is readily
obtained as follows:

2
1 (9%z 1 /942
Nadxi = 5z (8h2>h 0— Fi (Zah) Z <Si18i2> — (Z<Szl>) ;

il;i2
(12)
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which shows that the linear response is related to the connected two-point cor-
relation function. Repeating the argument for higher order responses—e.g., x3 o
@M / dh3),_o—one obtains that X2k+1 18 connected to the (2k + 2) points correla-
tion function -e.g., 3 is connected to a sum combining <S;15;28i3Si4>, <S;15:25i3>
<Si4>, <8i18ir><S8i38i4>, etc.

3.1.2 The Spin Glass Case

Spin glasses are characterized by the fact that there is frozen disorder, i.e., the set of
the interaction constants {J;,;} between two given spins §; and S; is fixed once and
for all, and has a random sign—half of the pairs of spins are coupled ferromagneti-
cally, the other half antiferromagnetically. Despite the fact that the system is neither
a ferromagnet, nor an antiferromagnet, upon cooling it freezes, below a critical tem-
perature T, into a solid—long-range ordered—state called a spin glass state. This
amorphous ordering is not detected by x; which does not diverge at Tsg: this is
because the various terms of ), ;, <S;1Si2> cancel since half of them are positive
and the other half are negative. By contrast, the cubic susceptibility x3 contains a term
D iz <Sii Si»>2, which does diverge since all its components are strictly positive:
this comes from the fact that the influence <S;; S;>> of the polarization of spin S;;
on spin S;; may be either positive or negative, but it has the same sign as the reverse
influence <S;,S;;> of spin Sj» on spin S;;. This is why the amorphous ordering is
directly elicited by the divergence of the static value of x3 when decreasing 7 toward
Tsg, as already illustrated in Fig. 1a. By adding a standard scaling assumption close
to Tsg, one can account for the behavior of y3 at finite frequencies, i.e., one easily
explains that 3 is frequency independent for wt, < 1, and smoothly tends to zero
at higher frequencies. Finally, similar scaling arguments about correlation functions
easily explain the fact that the stronger k > 1 the more violent the divergence of
X2k+1 1n spin glasses, as observed experimentally by Lévy [51].

3.1.3 The Glassforming Liquids Case

The case of glassforming liquids is, of course, different from that of spin glasses for
some obvious reasons (e.g., molecules have both translational and rotational degrees
of freedom). As it has been well established that rotational and translational degrees
of freedom are well coupled in most of liquids, it is tempting to attempt a mapping
between spin glasses and glassforming liquids by replacing the spins S; by the local
fluctuations of density 8p; or by the dielectric polarization p;. As far as nonlinear
responses are concerned, this mapping requires a grain of salt because (a) there is
no frozen-in disorder in glassforming liquids, and (b) there is a nonzero value of the
molecular configurational entropy S. around 7.

The main physical idea of BB’s work [9] is that these difficulties have an effect
which is important at low frequencies and negligible at high enough frequencies:
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Provided f > f,, i.e., for processes faster than the relaxation time, one can-
not distinguish between a truly frozen glass and a still flowing liquid. If some
amorphous order is present in the glassforming system, then nontrivial spatial
correlations should be present and lead to anomalously high values of nonlinear
susceptibilities: this holds for very general reasons—e.g., the Langevin equation
for continuous spins which is used in Ref. [9] needs not to specify the detailed
Hamiltonian of the system—and comes from an analysis of the most diverg-
ing term in the four terms contributing to x3(w). If the amorphous correlations
extend far enough to be in the scaling regime, one can neglect the subleading
terms and one predicts that the nonlinear susceptibilities are dominated by the
glassy correlations and given by [9, 50]:

X5 (f. T) = [Neow (T)]* x (%) with o = (k + 1) —d/dy, (13)

o

where the scaling functions % do not explicitly depend on temperature, but
depend on the kind of susceptibility that is considered, i.e., X gl), X§3), or Xélz
in the third-order case k = 1. We emphasize that in Ref. [9] the amorphously
ordered domains were assumed to be compact, i.e.,dr = d, yieldinga; = 1,i.e.,
X3 o¢ Neorr. The possibility of having a fractal dimension dy lower than the spatial
dimension d was considered in Ref. [5S0] where the fifth-order response was
studied. As already shown in Sect. 2.4.2, the experimental results were consistent
with df =d,ie., X5 X N2

corr

. Inthe low-frequency regime f < f, relaxation has happened everywhere in the

system, destroying amorphous order [52] and the associated anomalous response
to the external field and 77 (0) = 0. In other words, in this very-low-frequency
regime, every molecule behaves independently of others and X is dominated
by the “trivial” response of effectively independent molecules.

Due to the definition adopted in Eq. (8), the trivial contribution to X ; should
not depend on temperature (or very weakly) . Hence, provided N, increases upon
cooling, there will be a regime where the glassy contribution X iﬁsl should exceed
the trivial contribution, leading to hump-shaped nonlinear susceptibilities, peaking
at fpeak ~ fu, where the scaling function 7 reaches its maximum.

3.2

Experimentally Testing BB’s Predictions

We now briefly recall why all the experimental features reported in Sect.2 are well
accounted for by BB’s prediction:

1.

The modulus of both the third- order susceptibilities | X3(3)|, | X3(l) [, X2(1 1) | and of

| XS(S) | have a humped shape in frequency, contrary to |x;|.
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2. Due to the fact that .77 does not depend explicitly on 7', the value of fp.qr/ fo
should not depend on temperature, consistent with the experimental behavior.

3. Because of the dominant role played by the glassy response for f > fieax, the
T-dependence of |Xoi41| will be much stronger above fpeak than in the trivial
low-frequency region.

4. Finally, because nonlinear susceptibilities are expressed in terms of scaling func-
tions, it is natural that the behavior of their moduli and phases are quantita-
tively related especially at high frequency where the “trivial” contribution can
be neglected, consistent with Eqs. (9) and (10)—see below for a more quantita-
tive argument in the context of the so-called “Toy model” [53].

Having shown that BB’s prediction is consistent with experiments, the temperature
variation of N.q, can be drawn from the increase of the hump of X5 upon cooling. It
has been found [3, 4, 10, 19, 20] that the temperature dependence of N, inferred
from the height of the humps of the three X3s are compatible with one another, and
closely related to the temperature dependence of T 7, which was proposed in Refs.
[22, 23] as a simplified estimator of N, in supercooled liquids. The convergence
of these different estimates, that rely on general, model-free theoretical arguments,
is a strong hint that the underlying physical phenomenon is indeed the growth of
collective effects in glassy systems—a conclusion that will be reinforced by analyzing
other approaches in Sect. 4.

Let us again emphasize that the BB prediction relies on a scaling argument, where
the correlation length ¢ of amorphously ordered domains is (much) larger than the
molecular size a. This naturally explains the similarities of the cubic responses in
microscopically very different liquids such as glycerol and propylene carbonate, as
well as many other liquids [10, 20]. Indeed, the microscopic differences are likely

. 1/d, . ..
to be wiped out for large ¢ o Nco/rrf , much like in usual phase transitions.

3.3 Static Versus Dynamic Length Scale? x3 and x5 as Tests
of the Theories of the Glass Transition

We now shortly discuss whether N o, as extracted from the hump of | X3|, must
be regarded as a purely dynamical correlation volume, or as a static correlation
volume. This ambiguity arises because theorems relating (in a strict sense) nonlinear
responses to high-order correlation functions only exist in the static case, and that
supplementary arguments are needed to interpret the humped shape of X3 (and of
X5) observed experimentally. In the original BB’s work [9], it was clearly stated that
Necorr Was a dynamical correlation volume since it was related to a four-point time-
dependent correlation function. This question was revisited in Ref. [5S0] where it was
argued that the experimental results could be accounted for only when assuming
that N¢or is driven by static correlations. This statement comes from an inspection
of the various theories of the glass transition [50]: as we now briefly explain, only



242 S. Albert et al.

the theories where the underlying static correlation volume is driving the dynamical
correlation volume are consistent with the observed features of nonlinear responses.

As afirstexample, the case of the family of kinetically constrained models (KCMs)
[54] is especially interesting since dynamical correlations, revealed by, e.g., four-
point correlation functions, exist even in the absence of a static correlation length.
However in the KCM family, one does not expect any humped shape for nonlinear
responses [50]. This is not the case for theories (such as RFOT [46] or Frustration
theories [55]) where a nontrivial thermodynamic critical point drives the glass tran-
sition: in this case, the incipient amorphous order allows to account [50] for the
observed features of X3 and Xs. This is why it was argued in [48, 50] that, in order
for X3 and X5 to grow, some incipient amorphous order is needed, and that dynam-
ical correlations in strongly supercooled liquids are driven by static (“point-to-set”)
correlations [56] —this statement will be reinforced in Sect.4.2.

4 More Specific Models for Harmonic Susceptibilities

We now review the various other approaches that have been elaborated for the non-
linear responses of glassforming liquids. We shall see that most of them—if not
all—are consistent with BB’s approach since they involve N o as a key—implicit
or explicit— parameter.

4.1 Toy and Pragmatical Models

The “Toy model” has been proposed in Refs. [19, 57] as a simple incarnation of the
BB mechanism, while the “Pragmatical model” is more recent [58, 59]. Both models
start with the same assumptions: (i) each amorphously ordered domain is compact
and contains N molecules, which yields a dipole moment < +/ N¢or and leads to an
anomalous contribution to the cubic response X §lass o N (ii) there is a crossover
at low frequencies toward a trivial cubic susceptibility contribution X ;ﬁv which does
not depend on N.o. More precisely, in the “Toy model”, each amorphously ordered
domain is supposed to live in a simplified energy landscape, namely an asymmetric
double-well potential with a dimensionless asymmetry 8, favoring one well over the
other. The most important difference between the Toy and the Pragmatical model
comes from the description of the low-frequency crossover, see Refs. [57, 59] for
more details.

On top of N, and 8, the Toy model uses a third adjustable parameter, namely
the frequency f* below which the trivial contribution becomes dominant. In Ref.
[57]1, both the modulus and the phase of Xf) (w, T) and of X;l)(w, T) in glycerol
were well fitted by using f* ~ f, /7,8 = 0.6 and, for T = 204 K, N o = 5 for X_gS)

and Neor = 15 for X él). Figure 13 gives an example of the Toy model prediction for
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X§3) in glycerol. Besides, in Ref. [19], the behavior of Xg{(a), T) in glycerol was
fitted with the same values of § and of f* but with N o, = 10 (at a slightly different
temperature 7 = 202 K). Of course, the fact that a different value of N o must be
used for the three cubic susceptibilities reveals that the Toy model is oversimplified,
as expected. However, keeping in mind that the precise value of N, does not change
the behavior of the phases, we note that the fit of the three experimental phases is
achieved [19, 57] by using the very same values of f*/f, and of §. This means that
Egs. (9) and (10) are well accounted for by the Toy model by choosing two free
parameters. This is a quantitative illustration of how the BB general framework does
indeed lead to strong relations between the various nonlinear susceptibilities, such
as those contained in Egs. (9) and (10).

Let us mention briefly the Asymmetric Double-Well Potential (ADWP) model
[60], which is also about species living in a double well of asymmetry energy A,
excepted that two key assumptions of the Toy and Pragmatical models are not made:
the value of N is not introduced, and the crossover to trivial cubic response is not
enforced at low frequencies. As a result, the hump for | X f) | is predicted [60, 61] only
when the reduced asymmetry 6 = tanh(A /(2kgT)) is close to a very specific value,
namely 8. = 4/1/3, where X3 vanishes at zero frequency due to the compensation
of its several terms. However, at the fifth order [61], this compensation happens for
two values of § very different from §.: as a result, the model cannot predict a hump
happening both for the third and for the fifth order in the same parametric regime,
contrarily to the experimental results of Ref. [50]. This very recent calculation of
fifth-order susceptibility [61] reinforces the point of view of the Toy and Pragmatical
models, which do predict a hump occurring at the same frequency and temperature
due to their two key assumptions (N and crossover to trivial nonlinear responses
at low frequencies). This can be understood qualitatively: because the Toy model
predicts [57] an anomalous contribution X§}ji‘1 ~ [Neorr]¥, provided that Neoy is
large enough, the magnitude of this contribution is much larger than that of the small
trivial contribution X%%:; ~ 1, and the left side of the peak of | X arises just
because the Toy model enforces a crossover from the large anomalous response to
the small trivial response at low frequencies f < f,. As for the right side of the
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peak, it comes from the fact that | X,;+1| — O when f > f, for the simple reason
that the supercooled liquid does not respond to the field at very large frequencies.

4.2 Entropic Effects

A contribution to nonlinear responses was recently calculated by Johari in Refs. [62,
63] in the case where a static field E drives the supercooled liquid in the nonlinear
regime. Johari’s idea was positively tested in the corresponding xz(l f experiments in
Refs. [64-67]—see however Ref. [68] for a case where the agreement is not as good.
It was then extended to pure ac experiments—and thus to X3(3)—in Refs. [69, 70].
The relation between Johari’s idea and N, was made in Ref. [48].

4.2.1 When a Static Field E is applied

Let us start with the case of X2(1 1) experiments, i.e., with the case where a static field
E is superimposed onto an AC field E cos(wt). In this case, there is a well-defined
variation of entropy [6S]g, induced by Eg, which, for small Eg and a fixed T, is
given by

1 0Ayx

§S -
[ ]Esl 280 9T

Eld®, (14)

where a? is the molecular volume. Equation (14) holds generically for any material.
However, in the specific case of supercooled liquids close enough to their glass
transition temperature Ty, a special relation exists between the molecular relaxation
time 7, and the configurational contribution to the entropy S.. This relation, first
anticipated by Adam and Gibbs [21], can be written as

W) A

In = ,
70 TS.(T)

(15)

where 7y is a microscopic time, and Ay is an effective energy barrier for a molecule.
The temperature dependence of 7'S.(7") quite well captures the temperature variation
of In(z,), at least for a large class of supercooled liquids [71].

Following Johari [62, 63] let us now assume that [6S]g, is dominated by the
dependence of S, on field—see the Appendix of Ref. [48] for a further discussion of
this important physical assumption. Combining Eqgs. (14) and (15), one finds that a
static field E produces a shift of In(z, /79) given by

Ag

51 =——
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[6S]g, . (16)
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As shown in Ref. [48] this entropic effect gives a contribution to X éli, which we call
Jz(,ll) after Johari. Introducing x = wt,, the most general and model-free expression

of Jz(;ll) reads
Xiin_
Jz(ll) _ _kBAO |:81n (AXI)] [aA)(l } o i’ (17)

652 oT dlnx

where xji, is the complex linear susceptibility.
Equation (17) deserves three comments:

1. |J2(;11) | has a humped shaped in frequency with a maximum in the region of
wt, >~ 1, because of the frequency dependence of the factor o 9 xjin /0 Inx in
Eq. (17).

2. The temperature variation of Jz(;ll) is overwhelmingly dominated by that of S
because S, « (T — Tk ) with Tx the Kauzmann temperature.

3. The smaller S, the larger must be the size of the amorphously ordered domains—
in the hypothetical limit where S; would vanish, the whole sample would be
trapped in a single amorphously ordered sate and N, would diverge. In other
words, there is a relation between S Iand Ngorr, which yields [48]:

I o NE

corr?

(18)

where it was in shown in Ref. [48] that:

a. the exponent g lies in the [2/3; 2] interval when one combines the Adam—
Gibbs original argument with general constraints about boundary conditions
[48].

b. the exponent ¢ lies in the [1/3; 3/2] interval [48] when one uses the RFOT
and plays with its two critical exponents ¥ and 6. Notably, taking the “rec-
ommended RFOT values”™—W¥ = 6 = 3/2 for d = 3—gives ¢ = 1, which
precisely corresponds to BB’s prediction. In this case, entropic effects are
a physically motivated picture of BB’s mechanism—see [48] for a refined
discussion.

4.2.2 When a Pure AC Field E cos(wt) is applied

Motivated by several works [64—67] showing that Johari’s reduction of entropy fairly
well captures the measured Xz(lf in various liquids, an extension of this idea was

proposed in Refs. [69, 70] for pure ac experiments, i.e., for x3(3) and Xél). This has
given rise to the phenomenological model elaborated in Refs. [69, 70] where the
entropy reduction depends on time, which is nevertheless acceptable in the region
w7y < 1 where the model is used. Figure 14 shows the calculated values for | X3(3)|
at three temperatures for glycerol. The calculation fairly well reproduces the hump
of the modulus observed experimentally—the phase has not been calculated. As
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Fig. 14 The model elaborated in Refs. [69, 70] includes three contributions—entropy reduction,
Box model, and trivial. It predicts for | X3(3) | the solid lines which account very well for the measured

values in glycerol in frequency and in temperature. The peak of | X3(3) | arises because of the entropy
reduction effect (noticed “sing. Txc.”) which completely dominates the two other contributions in
the peak region, as shown by the inset. From Ref. [70]

very clearly explained in Ref. [70], the hump displayed in Fig. 14 comes directly
from the entropic contribution and not from the two other contributions included in
the model (namely the “trivial’—or “saturation”—contribution, and the Box model
contribution—see Sect. 4.3 below).

Summarizing this section about entropy effects, we remind the two main assump-
tions made by Johari: (i) the field-induced entropy variation mainly goes into the
configurational part of the entropy; (ii) its effects can be calculated by using the
Adam-Gibbs relation. Once combined, these two assumptions give a contribution to
Xz(l 1) reasonably well in agreement with the measured values in several liquids [64—
67]. An extension to XSG) is even possible, at least in the region wt, < 1 and fairly
well accounts for the measured hump of |X3(3)| in glycerol [69, 70]—a figure similar
to Fig. 11 for | x{” (w)/x{ (0)] is even obtained in Ref. [70]. As shown in Eq. (18),
this entropy contribution to cubic responses is related to Ny, Which is consistent
with the general prediction of BB. Additionally, because S. is a static quantity, Eq.
(18) supports the interpretation that the various cubic susceptibilities x3 are related
to static amorphous correlations, as discussed in Sect. 3.3.

4.3 Box Model

4.3.1 Are Nonlinear Effects Related to Energy Absorption?

The “Box model” is historically the first model of nonlinear response in supercooled
liquids, designed to account for the Nonresonant Hole Burning (NHB) experiments
[72]. When these pioneering experiments were carried out, a central question was
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whether the dynamics in supercooled liquids is homogeneous or heterogeneous. In
the seminal Ref. [72] it was reported that when applying a strong AC field E of angular
frequency w, the changes in the dielectric spectrum are localized close to w and that
they last a time of the order of 1/w. These two findings yield a strong qualitative
support to the heterogeneous character of the dynamics, and the Box model was
designed to provide a quantitative description of these results. Accordingly, the Box
model assumes that the dielectric response comes from “domains”—that will be later
called Dynamical Heterogeneities (DH)— each domain being characterized by its
dielectric relaxation time t and obeying the Debye dynamics. The distribution of the
various T’s is chosen to recover the measured non Debye spectrum by adding the
various linear Debye susceptibilities x; 4 = Ax;/(1 — iwT) of the various domains.
For the nonlinear response, the Box model assumes that it is given by the Debye
linear equation in which =(T) is replaced by t(7) where the fictive temperature
T; =T + 8Ty is governed by the constitutive equation—see e.g., [28, 73]:

08T y)
at

Can +k8Tp = %sox{jdhwEZ (19)
with ¢y, the volumic specific heat of the DH under consideration, « the thermal
conductance (divided by the DH volume v) between the DH and the phonon bath,
Tiherm = €/ K the corresponding thermal relaxation time. In Eq. (19), only the constant
part of the dissipated ?ower has been written, omitting its component at 2« which is
important only for X3( ) _seee. g., [73]. From Eq. (19) one easily finds the stationary
value 8T} of Ty which reads as follows:

2 2.2
Ttherm SOAXIE w T

8T = . 20
f T 2cqn 1+ 0?12 (20)

As very clearly stated in the seminal Ref. [72] because the DH size is smaller than
5nm, the typical value of Type, is at most in the nanoseconds range: this yields, close
to Ty, a vanishingly small value of Tyerm /7, Which, because of Eq. (20), gives fully
negligible values for §7°7. The choice of the Box model is to increase Tinerm by orders
of magnitude by setting Term = T, €xpanding onto the intuition that this is a way
to model the “energy storage” in the domains. The main justification of this choice
is its efficiency: it allows to account reasonably well for the NHB experiments [72]
and thus to bring a strong support to the heterogeneous character of the dynamics
in supercooled liquids. Since the seminal Ref. [72], some other works have shown
[28, 74-76] that the Box model efficiently accounts for the measured X3(1)( f > fa)
in many glassforming liquids. It was shown also [73] that the Box model is not able
to fit quantitatively the measured X §3) (even though some qualitative features are
accounted for), and that the Box model only provides a vanishing contribution to
X;l{—see [19].

The key choice tperm = T made by the Box model has two important conse-
quences for cubic susceptibilities: it implies (a) that Xél) mainly comes from the
energy absorption (since the source term in Eq. (19) is the dissipated power) and
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(b) that Xél) does not explicitly depend on the volume v = Neora® of the DH’s (see
[28, 73]). However, alternative models of nonlinear responses are now available [57,
59] where, instead of choosing Tierm, one directly resolves the microscopic popula-
tion equations, which is a molecular physics approach, and not a macroscopic law
transferred to microscopics. The population equations approach is equivalent to solv-
ing the relevant multidimensional Fokker—Planck equation describing the collective
tumbling dynamics of the system at times longer than the time between two molec-
ular collisions (called 7. in Appendix 3). By using this molecular physics approach
one obtains that Xél) is governed by N and not by energy absorption. For X3l),

writing loosely P;]) ~ dP;/(0Int)§In T, one sees that the pivotal quantity is the
field-induced shift of the relaxation time & In 7. Comparing the Box model (BM)
and, e.g., the Toy model (TM), one gets respectively:

1 80AX1E2
r——

3 Neor £0A X1 E>
dInTay = —2x C SInTy & —o o S0AXIET

21
Cdh 2 T kB / (13 ( )
where we remind our definition x; = [0Int,/dT| and where the limit wt > 1,
relevant for the X3(1) (f > fy) was taken in the Box model, while the simplest case
(symmetric double well with a net dipole parallel to the field) was considered for the
Toy model. Equation (21) deserves two comments:

1. One sees that the two values of § In T are similar provided N, and T x are
proportional— which is a reasonable assumption as explained above and in Refs.
[4, 22, 23]. Taking reasonable values of this proportionality factor, it was shown
in Ref. [48] that x\"(f > f,) is the same in the two models. This sheds a new
light on the efficiency of the Box model and on consequence (b).

2. Letus shortly discuss consequence (a). In the Toy model, 6 In t directly expresses
the field-induced modification of the energy of each of the two wells modeling
a given DH. It comes from the work produced by E onto the DH and this is
why it involves N¢o,: the larger this number, the larger the work produced by
the field because the net dipole of a DH is o +/Neorr and thus increases with
Neorr- It 1s easy to show that the dissipation—i.e., the “energy absorption”—is
not involved in § Int because dissipation depends only on x, which in the
Toy model does not depend on No. In the Toy model, as in the Pragmatical
model [59] and the Diezemann model [60], the heating is neglected because at
the scale of a given DH it is vanishingly small as shown above when discussing
Therm- Of course, at the scale of the whole sample, some global heating arises
for thick samples and/or high frequencies because the dissipated power has to
travel to the electrodes which are the actual heat sinks in dielectric experiments
[11]. This purely exogenous effect can be precisely calculated by solving the
heat propagation equation, see e.g., Ref. [11] and Appendix 2, and must not be
confused with what was discussed in this section.
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4.3.2 Gathering the Three Measured Cubic Susceptibilities

As explained above, in Refs. [69, 70], the three experimental cubic susceptibilities
have been argued to result from a superposition of an entropic contribution and
of an energy absorption contribution coming from the Box model (plus a trivial
contribution playing a minor role around the peaks of the cubic susceptibilities). More
precisely, the hump of | X ;li | and of | X §3) | would be mainly due to the entropy effect,

contrarily to the hump of | X §1) | which would be due to the Box model contribution.
As noted in Ref. [48], this means that very different physical mechanisms would
conspire to give contributions of the same order of magnitude, with phases that have
no reason to match as they do empirically, see Egs. (9) and (10): why should Xél)

and X ;3) have the same phase at high frequencies if their physical origin is different?

This is why it was emphasized in Ref. [48] that there is no reason for such a
similarity if the growth of X §” and X f) are due to independent mechanisms. Because
entropic effects have been related to the increase of No—see Eqgs. (17) and (18)—
everything becomes instead very natural if the Box model is recast in a framework
where X gl) is related to the glassy correlation volume. As evoked above, a first step in
this direction was done in Ref. [48] where it was shown that the Box model prediction
for X él) at high frequencies is identical to the above Toy model prediction, provided
Neorr and T 7 are proportional. In all, it is argued in Ref. [48] that the only reasonable
way to account for the similarity of all three cubic susceptibilities, demonstrated
experimentally in Figs.8 and 9, is to invoke a common physical mechanism. As
all the other existing approaches, previously reviewed, relate cubic responses to the
growth of the glassy correlation volume, reformulating the Box model along the
same line seems to be a necessity.

5 Conclusions

We have reviewed in this chapter the salient features reported for the third and fifth
harmonic susceptibilities close to the glass transition. This is a three decades long
story, which has started in the mid-80s as a decisive tool to evidence the solid, long
range ordered, nature of the spin glass phase. The question of whether this notion
of “amorphous order” was just a curiosity restricted to the—somehow exotic—case
of spin glasses remained mostly theoretical until the seminal work of BB in 2005.
This work took a lot from the spin glass physics, and by taking into account the
necessary modifications relevant for glass forming liquids, it has anticipated all the
salient features discovered in the last decade for the three cubic susceptibilities X3.
This is why, in most of the works, the increase of the hump of X3 upon cooling
has been interpreted as reflecting that of the glassy correlation volume. Challenging
alternative and more specific interpretations have been proposed, but we have seen
that most—if not all—of them can be recasted into the framework of BB. The avenue
opened by BB’s prediction was also used to circumvent the issue of exponentially
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long timescales—which are the reason why the nature of the glass transition is still
debated: this is how the idea of comparing the anomalous features of X3 and of X5
has arisen. The experimental findings are finally consistent with the existence of an
underlying thermodynamic critical point, which drives the formation of amorphously
ordered compact domains, the size of which increases upon cooling. Last we note
that this field of nonlinear responses in supercooled liquids has been inspiring both
theoretically [5, 77] and experimentally, e.g., for colloidal glasses: the very recent
experiments [6] have shed a new light on the colloidal glass transition and shown
interesting differences with glassforming liquids.

All these progress open several routes of research. On the purely theoretical side,
any prediction of nonlinear responses in one of the models belonging to the Kinet-
ically Constrained Model family will be extremely welcome to go beyond the gen-
eral arguments given in Ref. [50]. Moreover, it would be very interesting to access
x3 (and xs) in molecular liquids at higher temperatures, closer to the Mode Cou-
pling Transition temperature Tyict, and/or for frequencies close to the fast 8 process
where more complex, fractal structures with dr < d may be anticipated [78, 79].
This will require a joined effort of experimentalists—to avoid heating issues—and
of theorists—to elicit the nature of nonlinear responses close to Tyicr. Additionally,
one could revisit the vast field of polymers by monitoring their nonlinear responses,
which should shed new light onto the temperature evolution of the correlations in
these systems. Therefore, there is likely much room to deepen our understanding of
the glass transition by carrying out new experiments about nonlinear susceptibilities.
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Appendix 1: Making Sure that Exogenous Effects Are
Negligible

We briefly explain how the nonlinear effects reported here have been shown to be—
mainly—free of exogenous effects:

1. The global homogeneous heating of the samples by the dielectric energy dissi-
pated by the application of the strong ac field E was shown to be fully negligible
for X §3) as long as the inverse of the relaxation time f, is < 1 kHz, see Ref. [11].
Note that these homogeneous heating effects contribute much more to X ;1): to
minimize them, one can either keep f, below 10 Hz [4], and/or severely limit
the number n of periods during which the electric field is applied—see, e.g., [28,
80]).
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2. The contribution of electrostriction was demonstrated to be safely negligible in
Refs. [4, 74], both by using theoretical estimates and by showing that changing
the geometry of spacers does not affect X §3).

3. Asfor the small ionic impurities present in most of liquids, we briefly explain that
they have a negligible role, except at zero frequency where the ion contribution
might explain why the three X3s are not strictly equal, contrarily to what is
expected on general grounds—see e.g., Figs.8 and 9. On the one hand, it was
shown that the ion heating contribution is fully negligible in X éli (see Ref. [19]),
on the other hand it is well known that ions affect the linear response yx; at very
low frequencies (say f/f, < 0.05): this yields an upturn on the out-of-phase
linear response x;’, which diverges as 1/w instead of vanishing as w in an ideally
pure liquid containing only molecular dipoles. This may be the reason why most
of the x3 measurements are reported above 0.01f,: at lower frequencies the
nonlinear responses are likely to be dominated by the ionic contribution.

Appendix 2: Trivial Third and Fifth Harmonic
Susceptibilities

As explained in the main text, in the long time limit—i.e., for f/f, <« 1—the liquid
flow destroys the glassy correlations, making each molecule effectively independent
of others. This is why we briefly recall what the nonlinear responses of an ideal gas
of dipoles are, where each dipole is independent of others, and undergoes a Brownian
rotational motion—of characteristic time tp—due to the underlying thermal reservoir
at temperature 7. The linear susceptibility of such an ideal gas of dipoles is given by
the Debye susceptibility Ay;/(1 —iwtp), hence the subscript “Debye” in the Eq.
(22) below. By using Refs. [17], and following the definitions given in the main text,
as well as Egs. (5)—(8) above, one gets for the dimensionless nonlinear responses of
such an ideal gas, setting for brevity x = wtp:

@ 3 (j) 3—17x2 +ix(14 — 6x2)
3.Debye 75 ) (14 x2)(9 + 4x2)(1 + 9x2)
O 432(72 — 2377x2 — 1979x* + 2990x°)
3.Debye ™ 1680(1 + x2)(4 + x2)(9 4 4x2)(1 + 9x2)(9 + 16x2)(1 + 25x2)
432x(246 — 737x% — 1623x* + 200x6)

+ 560(1 + x2)(4 4+ x2)(9 + 4x2)(1 + 9x2)(9 + 16x2)(1 4+ 25x2)

(22)

In Ref. [50] the trivial response combined the above X ,E’fl))ebye with a distribution
@ (t) of relaxation times t chosen to account for the linear susceptibility of the
supercooled liquid of interest. In Refs. [19, 57] a slightly different modelization was
used since ¥ (t) was replaced by the Dirac delta function §(t — 1), i.e., Tp was
simply replaced by t, for the cubic trivial susceptibilities.
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Appendix 3: Derivation of the Toy model from
Langevin-Fokker-Planck Considerations

In this section, we shall rederive the phenomenological Toy model of Ladieu et al.
[57] starting from the Langevin—Fokker—Planck equation, which is the starting point
of BB when they illustrate their general theoretical ideas in the last part of Ref. [9]. We
shall idealize the supercooled state of a liquid as follows. At high temperatures, the
liquid is made of molecules the interactions between which are completely negligible.
On cooling, the molecules arrange themselves in groups, called “dynamical hetero-
geneities” (DH), between which there are no interactions. Inside a typical group,
specific intermolecular interactions manifest themselves dynamically, by which we
mean that in a time larger than a characteristic time 7, such interactions lose their
coherence and the typical behavior of the liquid is that of an ideal gas. Before and
around 7, these interactions manifest themselves in a frequency range w ~ 1/1,.
Thus, sensu stricto, our modeling of this specific process pertains to the behavior of
the various dielectric responses of a DH, linear and nonlinear, near this frequency
range. This indeed implies that information regarding the “ideal gas” phase must
be added to fit experimental data. It may be shown on fairly general grounds that
either for linear and nonlinear responses, such extra information simply superposes
onto the specific behavior that has been alluded to above [81]. Now, we consider that
(a) a given DH has a given size at temperature 7, (b) that a DH is made of certain
mobile elements that do interact between themselves, (c¢) that there are no interac-
tions between DHs, (d) that the dipole moment of a DH is jty = jt+/Neor, and ()
that all constituents of a DH are subjected to Brownian motion.

In order to translate the above assumptions in mathematical language, we assign to
each constituent of a DH a generalized coordinate g, (), so that each DH is described
by a set of generalized coordinates q at temperature 7, viz.,

qO) ={q1 @), ....q. (D}.

Inside each DH, each elementary constituent is assumed to interact via a multidi-
mensional interaction potential Vi, (q) that possesses a double-well structure with
minima at q4 and q, and are sensitive both to external stresses and thermal agitation.
The equations of motion may be described by overdamped Langevin equations with
additive noise, viz.,

10V,
gi=————(q, 1)+ E () (23)
¢ dg;

where ¢ is a generalized friction coefficient, V; = V;,;; + Vext, Vext 1S the potential
energy of externally applied forces and the generalized forces E; (t) have Gaussian
white noise properties, namely

2kT
(=050 E, )= Ta,,a (t—1). 24)

[1]
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Thus, the dynamics of a DH is represented by the stochastic differential equations
(23) and (24), which are in effect the starting point of the Bouchaud-Biroli theory,
as stated above. A totally equivalent representation of these stochastic dynamics is
obtained by writing down the Fokker—Planck equation [82] for the probability density
W (q, t) to find the system in state q at time ¢ which corresponds to Eqs. (23) and
(24), namely

aw 1
? (q7 t) = gv : [VW (q’ t) + ﬂW (qv t) V‘/T (q7 t)]

= Lrp (q. 1) W(q. 1) (25)

where 27, = ¢/ (kT) is the characteristic time of fluctuations, V is the del operator
in q space, and Lgp (q, t) is the Fokker—Planck operator. We notice that Eq. (25) may
also be written as follows:

W 1 Ve .
S @n=5-V: [ePVr@OV W (q, 1) @]} (26)

C

Now, we use the transformation [83]

¢ (q.1) =W (q,1)efr@n (27)
so that Eq. (26) becomes
¢ OVr L Bvi@ny . [e—BVi(
_r _p_t - T(@nyy . Tq,t)v
5 @D —B==@nNé Q.0 22 {e ¢ (q.1)}
=L (@0 Q1) (28)

where L}, (q, 7) is the adjoint Fokker—Planck operator [82].

Next, we make the first approximation in our derivation, namely, we assume that
the time variation of V7 is small with respect to that of W. If the time dependence
of V7 is contained in, say, the application of a time-varying uniform AC field only,
this implies immediately that neglecting the second term in the left hand side of Eq.
(28) means that W is near its equilibrium value, so restricting further calculations to
low frequencies, wt. < 1 (quasi-stationary condition). Hence, Eq. (28) now reads

0 .
a—f (@0~ Ly (@06 (q.1) 29)

Now, the interpretation of the Fokker—Planck equation (25) [or equally well the
Langevin equations (23)] with time-dependent potential in terms of usual population
equations with time-dependent rate coefficients has a meaning, since now Eq. (27)
means detailed balancing. The polarization of an assembly of noninteracting DH in
the direction of the applied field may then be defined as
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P(6) = posia / cos® (@) W (q, 1) dq, (30)

where pg is the number of DH per unit volume, and ¢ (q) is the angle a DH dipole
makes with the externally applied electric field. Because of the double-well structure
of the interaction potential, we may equally well write Eq. (30)

P (1) = popta /Cosﬁ(Q)W(q,I)dQ+ / cos? (q) W(q,7)dq | . 31)

ell A well B

Now, it is known from the Kramers theory of chemical reaction rates [83] that at
sufficiently large energy barriers, most of the contributions of the integrands come
from the minima of the wells, therefore, we have

P (1) ~ popeg | cost (qa) f W (q,1)dq+ cosv (qg) / W(q,1)dq | (32)
well A well B

Now, the integrals represent the relative populations x; (t) =n; (1) /N, i = A, B
in each well (we assume that W (q, #) is normalized to unity), where n; (¢) is the
number of DH states in well i, and N the total number of DH. At any time 7, we have
the conservation law

x4 () +xp(@) =1 (33)
Thus, Eq. (32) reads
P (1) & popa [cos ¥ (qa) x4 (1) + cos ¥ (qp) x5 (1)] . (34)
We assume now for simplicity that ¢ (qg) = m — ¥ (qa), so that
P (1) = pojra cos ¥ (qa) [xa (1) — xp ()] (35)

Finally, since py = N/V where V is the volume of the polar substance made of DH
only, we obtain

4
Pt~ % [na (1) — ng (1)] (36)

where vpy is the volume of a DH. This is the definition of the polarization in the Toy
model.

In order to determine the polarization (36), we need to calculate the dynamics of
n; (t). From the conservation law—Eq. (33)—we have
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. . 4
Xa (1) = —ip (1) = / 5 @D dq (37

well A

By using the Fokker—Planck equation (26) and limiting well A to a closed generalized
bounding surface constituting the saddle region d A, we have by Gauss’s theorem

X4 (t) = —%p5 (1) = % f e PVranVe (q,1) - vgdS, (38)

c
dA

where vq is the outward normal to the bounding surface and dSq is a generalized
surface element of the bounding surface, and where we have used Eq. (27). Now, we
follow closely Coffey et al. [84] and introduce the crossover function A (q, ¢) via
the equation

¢ (q.1) = ¢a (1) +[¢p (1) —Pa ()] A(q. 1) (39)

where A (q, t) = 0if q € well A while A (q, t) = 1if q € well B and exhibits strong
gradients in the saddle region d A allowing the crossing from A to B (and vice versa) by
thermally activated escape. By combining Eqgs. (38) and (39), we have immediately

Xa (1) = —ip (1) = w f e POV [A(q, 1)] - vgdSq.  (40)
JA

Now,
xi (1) =¢i () x; (1), x; (1) = / W; (q,1)dq (41)
well i
where W; (q, t) is a normalized solution of the Fokker—Planck equation

oW,
Lep (q. 1) Ws (q. 1) = ZTCW (q.0)~0 (42)

because the frequencies we are concerned with are very small with respect to the
inverse thermal fluctuation time . and because the time-dependent part of the poten-
tial V7 is much smaller than other terms in it at any time. We have

X () + x5 @) = 1. (43)

Using Eqgs. (41) and (43), we may easily show that [84]

1
¢B(t)_¢A(t)=< 5

1
SO (r)) [x5 2 0 =xa 03 0] (44
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By combining Egs. (38) and (44), we readily obtain

Xa (1) = —xp (1) = I (1) (xp (1) x} (1) — x4 (1) x5 (1)) . (45)

where the overall time-dependent escape rate I” (¢) is given by [84]

2t \xjy (1) x5 (@)

F(t)=i< ! + ! )fe—ﬁVT<W>V¢(q,t)-qusq. (46)
JA

Finally, by setting

Hup (1) =T ) xp (1), Hpa@) =T 1)x, (1), (47)

we arrive at the population equations

na (t) = —np (1) = —Iup () na (t) + Mpa () np (1) (48)

The obtaining of a more explicit formula for the various rates involved in Eq.(47)
is not possible, due to the impossibility to calculate the surface integral in Eq. (46)
explicitly, in turn due to the fact that V is not known explicitly. Then, the rates in
Egs. (47) and (48) are estimated using Arrhenius’s formula. All subsequent deriva-
tions regarding the Toy model of Ladieu et al. [57] follow immediately and will not
be repeated here due to lack of room and straightforward but laborious algebra.
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Dynamic Correlation Under )
Isochronal Conditions e

C. M. Roland and D. Fragiadakis

Abstract Results of various methods of evaluating the dynamic correlation vol-
ume in glassforming liquids and polymers are summarized. Most studies indicate
that this correlation volume depends only on the «-relaxation time; that is, at state
points associated with the same value of 7,, the extent of the correlation among
local motions is equivalent. Nonlinear dielectric spectroscopy was used to measure
the third-order susceptibility. Its amplitude, a measure of the dynamic correlation
volume, is constant for isochronal state points, which supports the interpretation of
the magnitude of the nonlinear susceptibility in terms of dynamic correlation. More
broadly, it serves to establish that for non-associated materials, the cooperativity of
molecular motions is connected to their timescale.

1 Introduction

Among the many interesting features of glass formation is that it takes place without
obvious structural changes on the molecular level. The static structure factor (vari-
ance in the density p) reflecting short-range correlations is essentially the same above
and below the glass transition temperature, T’y [1, 2]. The only apparent effects of
vitrification on structure come from changes in volume. For this reason, the glass
transition is usually regarded as a dynamic phenomenon. Translational and rotational
motions become drastically slower due to their cooperative nature, as molecules can-
not move independently. As shown by various experiments [3—7], this has two related
consequences: dynamic heterogeneity, referring to the coexistence of fast- and slow-
moving molecules, with the mobility variations persisting for times commensurate
with (or longer than [8]) the primary (o) relaxation time, t,; and dynamic corre-
lation, which refers to the mutual interdependence that extends over some length
scale. Molecular dynamics (MD) simulations show that these two properties are cor-
related for a given material, but not generally (Fig. 1; [9]). Characteristics of the glass
transition result from these many-body effects, including the distribution of mobili-
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Fig. 1 Comparison of dynamic correlation and the distribution of relaxation times, both reflections
of dynamic heterogeneity: (top) MD simulations of the Kob-Andersen binary mixture of Lennard-
Jones particles; (bottom) experimental data for different glassforming materials [9]

ties reflected in the breadth of the relaxation dispersion (non-Debye relaxation) and
the non-Arrhenius temperature dependence; unsurprisingly, these two properties are
connected [10, 11].

Heterogeneous dynamics defines a length scale, &, or relatedly the number of
dynamically correlated molecules (or polymer segments)

< 47'[,0NA

N, g’ (1)

3m

where M is the molecular weight (of the repeat unit for polymers) and N is Avo-
gadro’s number. Dynamic heterogeneity can be observed directly in colloids [12] and
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granular systems [13], although for molecular liquids it is difficult to measure because
both spatial and temporal correlations are involved. Nevertheless, such information is
a prerequisite for “solving” the glass transition problem. If 7, is coupled to a dynamic
correlation length, theoretical models that address t,, are making predictions, explic-
itly or otherwise, for £. It is for this reason among others that dynamic correlations
are an essential component of theoretical efforts [14—18]. Our purpose herein is to
review the available data on the connection, if any, between 7, and & or N,.

2 Determination of Dynamic Correlation Volume

A variety of methods have been used to estimate & or N .. One approach is confinement
of the material to spatial dimensions on the order of £. Nanoscale confinement can
be imposed in one dimension as in supported or freestanding thin films, in two
dimensions, e.g., porous glasses, or three dimensions for nano-sized droplets. It is
well established that in the absence of adhesion to the walls [19-21], such geometric
confinement of supercooled liquids accelerates their dynamics. One interpretation is
that the speeding up of local motions occurs when confinement dimensions are on the
order of the cooperative length scale. Experiments along these lines yield estimates
of £ in the range of 2—10 nm; that is, several intermolecular distances, increasing
with decreasing temperature [22-26].

Using computer simulations, & can be estimated in a similar but more rigorous
way using a so-called point-to-set construction [27-31]. Typically, in this method a
subset of particles from an equilibrium configuration is frozen, forming an amorphous
wall, and £ is defined as the length over which the effect of the wall on liquid
dynamics propagates into the liquid. Alternatively, the particles may be frozen to
form geometries of a frozen spherical cavity, a thin film of liquid confined between
frozen walls, or a set of randomly pinned particles, thus imposing a confining length
scale on the system (size of the cavity, film thickness, and distance between pinned
particles, respectively), with £ determined by the dependence of dynamics on the
confining length, mirroring experiments on dynamics in confinement. This method
has also been experimentally realized on colloidal glasses for the wall and random
pinning geometries [32, 33]. The dynamic length scale obtained in this way generally
grows on cooling. For some systems in amorphous wall geometries, however, a
nonmonotonic temperature dependence of £ is observed [30, 31]. Itis unclear whether
this is an intrinsic property of the liquid related perhaps to change in the shape of
cooperative rearranging regions with temperature [30], or an effect arising from
particularities of dynamics near a wall [34].

Another method relies on structural length scales that are not imposed externally
but already exist within the liquid. Polymer chains provide such a length scale: the
end-to-end distance (coil size) with a corresponding timescale, the normal mode
relaxation. Using the argument that relaxation times and dynamic length scales are
correlated, if two processes have the same relaxation time at a temperature 7, at
this temperature the spatial extent of the molecular motions corresponding to the
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relaxation will be the same. This line of reasoning leads to the supposition that
segmental relaxation times and (extrapolated) relaxation times for the normal mode
(end-to-end relaxation) of a polymer are equal at state points for which & equals the
chain coil size [35]. For polypropylene and polyisoprene near T ¢, the method yields
N, ~20, increasing to N >200 for temperatures a few degrees below T, [6, 36, 37].

The above methods of determining dynamic length scales are indirect; Spiess and
coworkers pioneered the use of multidimensional *C solid-state exchange NMR to
directly determine the length scale of dynamic heterogeneities [38—40]. Combining
two 2-D spin-echo pulse sequences, the experiment measures the fluctuations within
the distribution of relaxation rates. Values of £ in the range 1-4 nm were obtained at
temperatures slightly above T’ [38, 39, 41].

Dynamic heterogeneity reflects spontaneous fluctuations about the average
dynamics. By relating fluctuations in the entropy to fluctuations of temperature,
Donth and coworkers [42, 43] derived a formula for the number of dynamically
correlated molecules in terms of the breadth of the calorimetric glass transition tem-
perature

ksNa ([ T\
NCZ M ACP ﬁ (2)

In this equation, kg is the Boltzmann’s constant, Ac,, is the isobaric heat capacity

change at T, and 8T is the half-width of the glass transition in temperature units. A
slightly different expression is used by Saiter et al. [44]

_ksNa (T ?
N, = i A(c, )(M) 3)

with a different way of taking into account the heat capacity; there is therefore a
certain degree of arbitrariness in the values computed by these methods. Assuming
a spherical correlation volume, values of & at T, in the range 1-3 nm have been
reported [45].

Linear two-time correlation functions describe only the average dynamics and
higher order correlation functions, characterizing fluctuations of dynamics about the
mean, are used to probe cooperative motions. The multidimensional NMR experi-
ment described above is a four-time correlation method. The spatial extent of dynamic
correlations over the timescale # can be quantified more thoroughly through the use
of two-time, two-point functions. An example is for the spatial decay of the temporal
correlation of the local density [46, 47]

Cu(r, 1) = (5p(0, 0)8p(0, 1)p(r, 0)8p(r, 1)) — (8p(0, 0)5p(0, 1)) (5p(r, 0)Sp(r, 1))
“4)

where § p(r, t) is the deviation from the mean density. C4(r, ) or its Fourier transform,
the dynamic susceptibility, can be measured on colloids [12] and granular systems
[13]; however, spontaneous fluctuations of molecular liquids are not directly acces-
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sible. Berthier and coworkers [42, 48] have shown that the underlying dynamic
heterogeneity can be quantified by analyzing induced fluctuations. If the forcing
quantity is temperature [49],

N, = max [N——Tz (@) + xf”‘m} (5)

The dynamical susceptibility has a maximum as a function of time around =1,
which grows in magnitude on approach to the glass transition. From MD simulations,
the contribution of various terms to the dynamic fluctuations can be evaluated, which
led to the conclusion that ***1, representing fluctuations in the isoenthalpic—isobaric
ensemble, is negligible at lower temperatures approaching T'g [44, 50]. This enables
the number of correlating molecules to be expressed in terms of experimentally

accessible quantities [51]
2
)
P

In Eq. (6), ¢(¢) is a linear susceptibility, such as the dielectric relaxation function,
(t). Figure 1 shows a comparison of N, from Egs. (5) and (6); the agreement is good
at longer 7. Capaccioli et al. [52] used Eq. (6) to analyze data for a large number
of liquids, obtaining values of N, in the range 100-800 at T'.

Considering other factors such as the density or enthalpy that contribute to
dynamic heterogeneity leads to alternatives for Eq. (5), e.g., [44]

Na k op(t
N, ~ Na ks o (1)
M Ac, aT

Na kg 2 /_ NVT 2 Na 3 (. NPT 2 NVE
N, = ——T 1)) + —kgT 1)) + t 7
max|:MACV (@) + S kaTirp* (T O) + V0 | ()

in which Acy is the isochoric heat capacity change at T, and k7 is the isothermal
compressibility. Assuming fluctuations in the microcanonical (NVE) ensemble are
small (MD simulations provide support for xNVE(#) becoming smaller with decreas-

ing T [53])
2
> 3)
T

The first term on the rhs of Eq. (8) represents fluctuations in the NVT ensemble,
with the second term the additional contributions from density fluctuations.

The accuracy of the approximate Eqgs. (6) and (8) can be tested by comparing to
results using the full Eqs. (5) and (7). As shown in Fig. 1, MD simulations support
the underlying assumption that x*H(r) and xNVE(¢) are negligible. However, N,
for several liquids computed using both Egs. (6) and (8) differ by as much as 40%
(representative results are displayed in Fig. 2) [54]; that is, the difference between
two putatively small contributions is an appreciable amount of the total x4(¢). This
opens to question both absolute values of the correlation volume extracted from the

N N Ko T2<a¢<r)

2
N ap(t
~ +_AkBTKTp3 w
M Acy aT |, M

ap
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approximate equations, and more significantly, comparisons of N, made for different
state points.

3 Dynamic Correlation Volume at Constant 7,

If measurements are carried out as a function of temperature and pressure, a deter-
mination is possible of any variation of N, for state points for which t,, is constant.
This approach is not easily applied to confinement experiments, since it is difficult
to achieve hydrostatic conditions for materials in pores or very thin films. However,
if the confining geometry is used to vary 7, a comparison can be made of isochronal
N, at different temperatures and ambient pressures. Koppensteiner et al. [21] con-
fined salol to porous silica, with T'g differing by 8 K for pore sizes=2.4 and 4.8 nm.
They found that N, from Eq. (6) varied significantly with temperature; however, at
temperatures for which the respective t,, in the different pores were constant, N,
was essentially constant (= ~5%). An analogous study of multilayered films of poly-
methylmethacrylate also found that isochronal N, was the same for film thicknesses
varying from 4 nm up to bulk dimensions (Fig. 3) [55].

Compared to experimental confinement studies, using molecular dynamics simu-
lations, it is much more straightforward to use confinement or a point-to-set construc-
tion to determine whether N, is constant under isochronal conditions. For a molecular
liquid in a thin film geometry between confining walls [56], the wall induces a slow-
ing down of dynamics which propagates into the liquid a distance &. Although the
dependence of dynamics on the distance from the wall was not reported, the spa-
tially averaged dynamics of the film was found to be constant at several different
state points with the same bulk 7,, suggesting that £ defined in this way must also
be constant.
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Dynamic correlations can also be investigated using random pinning: pinning a
fraction c of atoms or molecules is essentially equivalent to imposing a “confining
length scale” equal to the distance between pinned particles L~ c'3. With increasing
pinning fraction, as the confining length scale impinges on &, dynamic correlations
cause the dynamics of the remaining, mobile particles to increasingly slow down
relative to the unconfined bulk liquid. Figure 4 shows new results on random pinning
in a Kob-Andersen Lennard-Jones mixture (N =5000 particles), at three pairs of state
points, each pair chosen to share the same bulk t,. The « relaxation time increases
with increasing pinning fraction (decreasing confining length L), and for state points
with higher bulk 7, the decrease begins at a larger L reflecting a larger value of &.
For state points with the same bulk 7, the dependence of 7, on confining length is
identical, and therefore £ is constant at constant 7.
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Fig. 5 Constancy of isochronal N, calculated using Eq. (6) for four liquids. Adapted from Ref.
[51]

The merging of the segmental and normal modes in polyisoprene measured at
various pressures corresponded to fixed 7, [32]. If the dynamic correlation volume
is equal to the chain coil size at the state point associated with the merging, this result
is consistent with constant N, at fixed t,, since the change in the chain radius of
gyration with 7 and P is small (<0.3% based on the measured dielectric strength of
the normal mode) [32].

An analysis was carried out on four molecular liquids for which 7, had been
measured as a function of temperature and pressure [57]. As shown in Fig. 5, for
a given material, the dynamic correlation volume, evaluated using the approximate
Eq. (6), depends on the relaxation time, invariant to 7, P, and p at fixed 7. However,
the results in Fig. 5 are at odds with two other studies. Koperwas et al. [54] analyzed
dielectric data for three liquids using Eq. (6), and determined that the isochronal
N, for each decreases by as much as 50% for pressures up to a couple hundred
MPa. Results for phenylphthalein dimethylether are shown in Fig. 2. Diametrically
opposite results were reported by Alba-Simionesco et al. [58], who found that N,
for dibutyl phthalate increased with pressure at constant t,, =1 s (Fig. 6). Thus, from
measurements on eight liquids, it was concluded that N, is constant [51], increases
[49], or decreases [52] with increasing pressure at constant t,,. The disparate results of
these three studies are not because the behavior of different materials can qualitatively
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differ, but rather such results cast aspersions on the analysis using the approximate
formula for y4(2).

One way to circumvent the ambiguity and inaccuracies in the application of
Egs. (6) and (8) is to obtain the full x4(¢), which is possible using computer simu-
lations. It is more convenient to calculate this multipoint dynamic susceptibility as
the variance of the self-intermediate scattering function Fj(k, t)

x4 = Na (k. 1)) — F2(k,1)] ©)

where f;(k, t) is the instantaneous value such that (f;(k, t)) = F;(k,t). Results
are shown for a binary LJ liquid calculated in the NVT ensemble [which omits the
second term on the rhs of Eq. (7)] in Fig. 7 [9]. The dynamic correlation volume is to
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good approximation invariant at fixed «-relaxation time. Likewise, MD simulations
of diatomic molecules indicated constant isochronal N, (4% variation in the NVT
ensemble; 8% in the NPT) [59].

4 Isochronal N, from Nonlinear Dielectric Susceptibility

From both MD simulations [9, 51, 53] and the application of approximations to
estimate y4(#) from experimental data [19, 32, 50], the conclusion seems to be that
N. is constant for fixed 7, independent of T, P, or p. However, there are scattered
results to the contrary [49, 52], and the reliability of the estimates of N, might be
questioned. Accordingly, an alternative method is desirable.

Bouchaud and Biroli [60] proposed that the nonlinear dielectric susceptibility can
be used to measure dynamic correlations in glassforming liquids, specifically that
the peak height of the nonlinear susceptibility of glassforming materials increases in
proportion to N:

kT

N, < |x3]| ———
It (A

(10)

where ¢ is the permittivity of free space, a is the molecular volume, Ay is the
linear dielectric strength, and |x ;| is the modulus of the third-order susceptibility
corresponding to polarization cubic in the applied field. The connection between
x3 and N, is supported by good agreement of the calculated N, with the effective
activation energy in glassforming liquids [61, 62], and plastic crystals [63]:

dint
dr-'|,

= AN, Y

where A is a constant. This analysis has also been extended to the fifth-order sus-
ceptibility xs, and results consistent with this analysis are obtained for glycerol and
propylene carbonate [64]. The derivation of Eq. (10) is not rigorous, and grow-
ing nonlinear susceptibility with similar features to those observed experimentally
also appear in mean-field models that lack length scales [65, 66]. An alternative
phenomenological model of nonlinear dielectric response that lacks dynamic cor-
relations also produces a growth of the peak in x3 proportionally to the apparent
activation energy [67, 68]. It is not clear whether these different pictures of nonlinear
relaxation are in conflict: based on a careful analysis of the behavior of the three
different third-order susceptibilities, it has been suggested that in fact the models of
Refs. [67, 68] are consistent with the interpretation leading to Eq. (10), i.e., relating
the growth of x3 to the growth of cooperatively rearranging regions [69].

Equation (10) provides a method of testing whether N, is constant under
isochronal conditions, by measuring the third-order dielectric susceptibility at ele-
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Fig. 8 Representative third-order harmonic spectra of propylene carbonate (top) and propylene
glycol (bottom) at the indicated temperature and pressures, the latter increasing from right to left.
From Ref. [59]

vated pressures. This was done for two liquids: propylene carbonate and propylene
glycol [59].

Propylene carbonate is a non-associated liquid, conforming to isochronal super-
position, meaning that its relaxation spectrum is constant for constant relaxation time.
For the hydrogen-bonded propylene glycol, the relaxation spectrum becomes broader
at for higher pressure and temperature at constant t. Figure 8 presents |y ;| spectra
obtained at various pressures. For both liquids, the peak in nonlinear susceptibility
grows with decrease in peak frequency, consistent with growth in the correlation
volume as the relaxation time becomes longer.

To quantify the dynamic correlations, it is required that the contribution to Iy 3l
from saturation of the dipole orientation be removed from the spectra; this was done
following Brun et al. [70] who have shown that Iy ;| at a frequency 2.5 times the
frequency of the maximum in the linear dielectric loss provides a measure of N,
unaffected by dipole saturation. In Fig. 9, N, for the two liquids are plotted as a
function of the linear relaxation frequency. The data for propylene carbonate show
the two regimes expected for dynamic correlations—power-law dependences with
a steeper slope at higher frequencies [71]. This supports the interpretation of the
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Fig. 9 Number of dynamically correlated molecules (arbitrary units) calculated using Eq. (10) for
propylene carbonate (top) and propylene glycol (bottom) as a function of the frequency of the loss
peak in the linear spectrum. From Ref. [59]

peak in the nonlinear susceptibility in terms of dynamic correlations. Within the
experimental scatter (ca. 15%), the number of dynamically correlated molecules for
propylene carbonate depends mainly on the relaxation time; there is no systematic
variation in N, with T or P. For propylene glycol, the large concentration of hydrogen
bonds changes with thermodynamic conditions, resulting in liquid structure which is
not constant at constant t; indeed, the variety of scaling properties found for simple
liquids are absent in associated materials [72]. This is also reflected in substantial
variations (exceeding 50%) in N, for a given t, specifically a systematic increase in
dynamic correlations with increasing temperature or pressure at constant 7.

When high pressures are considered, the values of N deviate from the proportion-
ality with effective activation energy which holds at ambient pressure (Fig. 10). Thus,
the parameter A in Eq. 10 is pressure dependent. For the case of non-associated lig-
uids such as propylene carbonate, which conform to density scaling, it can be shown
that the apparent activation energy is not a constant at constant t [59]. Since N, is
constant (to good approximation), the deviation from strict proportionality of the two
quantities can be understood. For associated liquids such as propylene glycol, the
decoupling is stronger, additionally reflecting the change in structure at constant 7.
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molecules calculated using Eq. (10) (filled squares) and the apparent activation energy (open circles)
for propylene carbonate at the indicated temperatures. From Ref. [59]

5 Summary

Approximate analyses of experimental data and molecular dynamic simulations,
which of course entail inherent approximations, indicate that £ and N are constant
under isochronal conditions. Such results are consistent with nonlinear dielectric
measurements interpreting the modulus of the susceptibility as a measure of the
dynamic correlation volume. This consistency supports the interpretation of the non-
linear response in terms of dynamic correlation, but more importantly establishes the
centrality of dynamic heterogeneity to the glass transition phenomenon.
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Abstract This article summarizes ongoing experimental efforts on nonlinear dielec-
tric spectroscopy on plastic crystals. In plastic crystals, the relevant dipolar orienta-
tional degrees of freedom are fixed on a crystalline lattice with perfect translational
symmetry. However, while they can reorient freely in the high-temperature plas-
tic phase, they often undergo glassy freezing at low temperatures. Hence, plastic
crystals are often considered as model systems for structural glass formers. It is
well known that plastic crystals reveal striking similarities with phenomena of con-
ventional supercooled liquids. However, in most cases, they can be characterized
as rather strong glass formers. Nonlinear dielectric spectroscopy is an ideal tool to
study glass-transition phenomena, providing insight into cooperative phenomena or
hidden phase transitions, undetectable by purely linear spectroscopy. In the present
article, we discuss dielectric experiments using large electric ac fields probing the
nonlinear 1w and the third-order harmonic 3w susceptibility. In the 1w experiments,
we find striking differences compared with observations on conventional structural
glass formers: at low frequencies plastic crystals do not approach the trivial response,
but reveal strong additional nonlinearity. These phenomena document the importance
of entropic effects in this class of glassy materials. The harmonic third-order suscep-
tibility reveals a hump-like shape, similar to observations in canonical glass formers,
indicating the importance of cooperativity dominating the glass transition. In the
frequency regime of the secondary relaxations, only minor nonlinear effects can be
detected, supporting arguments in favor of the non-cooperative nature of these faster
dynamics processes. Based on a model by Bouchaud and Biroli, from the hump
observed in the 3w susceptibility spectra, the temperature dependence of the number
of correlated particles can be determined. We document that the results in plastic
crystals perfectly well scale with the results derived from measurements on conven-
tional glass formers, providing evidence that in plastic crystals the non-Arrhenius
behavior of the relaxation times also arises from a temperature dependence of the
energy barriers due to growing cooperative clusters.
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dielectric spectroscopy * Harmonic susceptibility « Relaxation dynamics + Glass
transition - Non-Arrhenius behavior

1 Introduction

Plastic crystals (PCs) are often considered as model systems for structural glass for-
mers. While in PCs the centers of mass of the molecules are fixed on a crystalline
lattice with translational symmetry, their orientational degrees of freedom more or
less freely fluctuate at high temperatures and often show glassy freezing at low tem-
peratures (Fig. 1) [1]. The molecules of most PCs have rather globular shape and
relatively weak mutual interactions, providing little steric hindrance for reorienta-
tional processes. This often leads to high plasticity, thus explaining the term “plastic
crystal” first introduced by Timmermans [2] many decades ago. The reorientational
relaxation dynamics of PCs, as detected, e.g., by dielectric spectroscopy, in many
respects resembles the dynamics of structural glass formers [1, 3, 4]. Especially,
often complete orientational ordering at low temperatures can be avoided by super-
cooling the high-temperature dynamically disordered state. Just as for glassforming
liquids, this leads to a continuous slowing down of molecular dynamics over many
orders of magnitude, which can be nicely followed by monitoring the reorientational
relaxation dynamics by broadband dielectric spectroscopy [1]. For low temperatures,
finally a static orientationally disordered state is reached which sometimes is called
“glassy crystal” (Fig. 1) [5]. Correspondingly, an “orientational-glass temperature”
T; can be defined. It should be mentioned, however, that the term “orientational
glass” for this glassy state may be ambiguous because it is often used to exclusively
denote the orientationally disordered state of mixed crystals, believed to arise from
frustrated interactions due to substitutional disorder [6, 7]. In contrast, the glassy
crystal state in PCs is non-ergodic and represents a true analog of the structurally
disordered glassy state of conventional glass formers.

The freezing of the molecular dynamics of PCs exhibits many of the puzzling
characteristics of canonical (i.e., structural) glass formers. This especially includes
the non-exponentiality of the time dependence and the non-Arrhenius behavior of the
temperature dependence of this dynamics, both hallmark features of the glassy state
of matter [8—12]. Therefore, investigating and understanding the glassy freezing
in PCs is an important step on the way to a better understanding of glassforming
liquids and the glass transition in general. Indeed, in literature there are various
examples for such studies, many of them employing dielectric spectroscopy, which
directly senses the reorientational motions [1, 13—17]. Such investigations are usually
performed by detecting the linear dielectric response of the sample material to an
applied ac electrical field of moderate amplitude (typical voltages are of the order
of 1 V). However, in recent years it has become clear that the nonlinear response
of glassforming matter, detected under high fields of up to several 100 kV/cm, can
reveal a lot of valuable additional information about glassy freezing [18-27] (see
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Fig. 1 Schematic representation of the possible transitions of a liquid of dipolar molecules
(represented by asymmetric dumbbells) into a structural glass, an ordered crystal, or a glassy
crystal [1]

also the other chapters of the present book). Thus, it seemed natural to apply such
methods to PCs, too, which indeed was done in several recent works [28-31]. The
present chapter will provide an overview of such nonlinear dielectric investigations
of PCs.

Among the pioneering nonlinear experiments on structural glass formers were
dielectric hole-burning experiments, which provided the first experimental verifica-
tion that the non-exponentiality of the relaxation dynamics in these materials arises
from its heterogeneity [32]. Later on, measurements of the field-induced variation of
the dielectric permittivity revealed further valuable information on this phenomenon
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[20, 33] and on the nonlinear behavior of secondary relaxation effects [25] like the
Johari—Goldstein relaxation [34] or the excess wing [11, 35]. Moreover, high-field
measurements recently have also provided important hints at the origin of the char-
acteristic non-Arrhenius temperature dependence of glassy dynamics. Particularly,
based on a model by Bouchaud, Biroli, and co-workers [36, 37], measurements of
the higher order harmonic susceptibilities 3 and x5 seem to indicate that this phe-
nomenon arises from an increase of molecular cooperativity when approaching 7,
at low temperatures [23, 26, 27] (see also the chapter by Albert et al. in the present
book). In this way, important clues about the true nature of the glass transition were
obtained, which seems to be due to an underlying thermodynamic phase transition
[23, 26, 27, 38]. Finally, Johari has recently demonstrated [39, 40] that nonlin-
ear dielectric effects can also arise from the reduction of configurational entropy
induced by the external field, leading to an increase of the « relaxation time and,
thus, a field-induced rise of the viscosity.

Nonlinear measurements on plastic crystals should be able to reveal analogous
information on the role of heterogeneity, cooperativity, and entropy in this class of
disordered materials. However, it is not self-evident that the results should be similar
to those in structural glass formers: For example, in a material exhibiting transla-
tional symmetry, heterogeneity can be expected to be of different nature and, indeed,
it was suggested that the dynamics of single molecules in PCs may be intrinsically
non-exponential and heterogeneity alone cannot explain the experimental observa-
tions [41, 42]. Moreover, the intermolecular interactions that lead to cooperativity
also should be influenced by the fact that the molecules are located on fixed lattice
positions. Indeed, the deviations of glassy dynamics from thermally activated Arrhe-
nius behavior, often ascribed to cooperativity [8, 43, 44], are generally weaker for
PCs than for canonical glass formers [1, 45]. Within Angell’s strong-fragile classifi-
cation scheme [46], this implies that PCs are rather strong glass formers (despite also
exceptions are known [47-49]). This is demonstrated in Fig. 2, showing Angell plots
of the a-relaxation times 7, of a number of supercooled liquids [frame (a)] and PCs
(b) measured in our group [1, 11, 47-51]. In this type of Tg-scaled Arrhenius plot
[52], simple thermally activated behavior, T o exp(E/T) (with E the energy barrier
in K), leads to a straight line with a slope of about 16 (dashed line) characterized
as “strong” dynamics. In contrast, “fragile” glass formers exhibit pronounced curva-
ture in this plot and, consequently, a steep slope m close to T,. The latter parameter
is commonly used to parameterize the deviations from Arrhenius behavior of glass
formers [53, 54]; an example for very large fragility with m = 170 is shown as dotted
line in Fig. 2. Comparing frames (a) and (b) in Fig. 2 nicely reveals that, in general,
PCs indeed tend to be stronger in the strong/fragile classification scheme than most
canonical supercooled liquids [1, 45]. Note also the interesting case of ethanol, which
can be prepared both in a supercooled liquid and a PC state and is clearly stronger in
the latter phase [1, 55, 56]. For three of the PC systems included in Fig. 2b (indicated
by closed symbols), nonlinear dielectric spectroscopy results will be discussed in the
present work.
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Fig. 2 Angell plot of the a-relaxation times of various supercooled liquids (a) [11, 50, 51] and PCs
(b) [1, 47, 48]. The dashed lines demonstrate maximally strong behavior; the dotted lines indicate
extremely high fragility. In b, the data for the PCs treated in the present work are shown as closed
symbols

In Ref. [1], we suggested that the strong behavior of PCs can be understood when
considering the proposed relation of fragility and of the energy landscape in con-
figuration space [57, 58]. Based on the inverse proportionality of effective energy
barrier and configurational entropy assumed within the Adam—Gibbs theory [59], the
material-dependent variation of fragility of glass formers can be rationalized assum-
ing that higher fragility arises from a higher density of minima in the potential-energy
landscape [57, 58]. Within this framework, the overall lower fragility of PCs com-
pared to supercooled liquids may be explained by their additional order due to the
existence of a crystalline lattice, which leads to a reduced density of energy minima
[1]. As discussed in Refs. [47, 48], the only exceptions are Freon112 and mixtures
of succinonitrile and glutaronitrile, where additional conformational and/or substi-
tutional disorder leads to a more complex energy landscape and, thus, more fragile
behavior. It is an interesting question how this energy-landscape picture is related
to the explanation of non-Arrhenius behavior by increasing molecular cooperativity
(causing an increasing effective energy barrier experienced by the molecules; Fig. 3),
when a supercooled liquid or PC is cooled towards its T',. The more complex energy
landscape of fragile glass formers as depicted, e.g., in Ref. [57] implies that at high
temperatures many different configurational states can be exploited by the system
while at lower temperatures only few, low-energy states are accessible. Within the
cooperativity framework mentioned above, this may well correspond to the many,
relatively small cooperatively rearranging regions (CRRs) [59] assumed to exist on
a rather short timescale at high temperatures while close to T, there are much less,
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Fig. 3 A possible explanation of the non-Arrhenius behavior of PCs. Left: Schematic Arrhenius
representation of the temperature-dependent relaxation time of PCs for Vogel-Fulcher-Tammann
behavior (solid line). A temperature-dependent apparent activation energy E (inset) can be estimated
from the slope in this plot (indicated for three temperatures by the dashed lines). This increase of £
may be ascribed to an increase of the size of CRRs (schematically indicated by molecules of same
color at the right)

much larger, and more stable CRRs as schematically indicated in Fig. 3. In contrast,
in strong glass formers the variation of accessible states within the less complex
energy landscape should be less pronounced, corresponding to a weaker variation of
the size and number of the CRRs when approaching T',. Dielectric measurements of
higher harmonic susceptibilities, being able to test possible temperature-dependent
variations of the number of dynamically correlated molecules, can give a clue if these
variations indeed are rather weak in the strong PCs, which would corroborate the
discussed analogy of energy-landscape and cooperativity scenario.

There are various ways to perform nonlinear dielectric measurements of glass-
forming materials [18, 19] (see also the other chapters in the present book). In the
following, we mainly discuss two different types of experiments applied to PCs: (i)
The detection of the complex dielectric permittivity ¢* under high ac fields and its
comparison to ¢ * measured in the linear regime [28, 29, 31]. (ii) The measurement of
higher harmonics of the dielectric susceptibility, especially of the 3w component 3,
performed under high ac fields, too [28, 31]. In addition, PCs were also investigated
by simultaneously applying a small ac and a high dc bias field [30]. Details on the
experimental techniques applied to detect the nonlinear dielectric response can be
found, e.g., in [18, 19].
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2 Nonlinear Measurements of the Dielectric Permittivity

2.1 Main Relaxation Process

To our knowledge, the first nonlinear dielectric measurements of a plastic-crystalline
material reported in literature were performed on cyclo-octanol [28]. It is a typical
PC, well characterized by linear dielectric spectroscopy [13, 60]. Its plastic state
is most easily investigated by first supercooling the transitions into two different
orientationally ordered states, known to occur at 265 and 220 K [61-63], and then
performing measurements under heating. 7’ of cyclo-octanol is about 168 K [60]. Its
linear dielectric response in the PC phase is shown by the open symbols in Fig. 4 for
four temperatures [28]. The steplike decrease in the dielectric constant &’(v) and the
peak in the loss ”(v), both shifting to higher frequencies with increasing temperature,
reveal the typical signatures of a relaxational process. The latter was identified with
the main reorientational motion of the molecules, assigned as « relaxation [13, 60],
which exhibits glassy freezing, non-exponentiality, and rather mild non-Arrhenius
behavior. In fact, with a fragility parameter m ~ 33 [13, 60], cyclo-octanol can be
classified as a rather strong glass former (cf. Fig. 2).

The plusses in Fig. 4 represent the spectra obtained for a high electric field of
375 kV/cm. In the region of the « relaxation, a small but significant difference of
the high-field and low-field spectra is revealed (see also right insets of Fig. 4). In
Fig. 5, the difference of the high- and low-field spectra is plotted. A common way to
represent such data is plotting the quantity AIne =Iney—Ing, fore =¢’ ore =¢”
[20, 25] where ep; and ¢, denote the results for high and low fields, respectively. The
arrows indicate the a-peak positions v, at low fields (cf. Fig. 4b). Obviously, Alne”
exhibits a “V-shaped” behavior with the tip of the “V” in the region of the a-peak
frequency. Correspondingly, A In &’ shows a zero-crossing close to v, with negative
and positive peaks at v < v, and v > v,, respectively. Especially at low frequencies,
these difference spectra qualitatively differ from those observed in canonical glass
formers, which usually only exhibit a weak nonlinear effect at v < v, [20, 25].

This overall behavior seems to be a common motif in nonlinear differ-
ence spectra of PCs [28, 29, 31]. An example from Richert and co-workers
is provided in Fig. 6. It shows the relative difference of high- and low-
field loss spectra of a plastic-crystalline mixture of neopentylglycol and
cyclo-hexanol [29] (T} ~ 155 K [64]). Here, the quantity (ey; — &j,)/¢,
is shown, which is comparable to A In ¢&” if the factor (e/e, — 1)
is small. Again the V-shape shows up rather close to v,, indicated by an arrow in
Fig. 6. This is the case for spectra collected at different applied high fields, which can
be scaled onto each other as demonstrated in Fig. 6. In Ref. [29], qualitatively sim-
ilar difference spectra were also reported for plastic-crystalline cyanocyclohexane.
Thus, it seems that, especially concerning the pronounced field-induced increase
of ¢” at low frequencies and the corresponding decrease of ¢’, PCs seem to exhibit
qualitatively different nonlinear behaviors than canonical glass formers [20, 25, 33].
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As further examples of this quite general nonlinear behavior of PCs, Fig. 7 shows
A 1n ¢” for a mixture of 60% succinonitrile and 40% glutaronitrile (60SN-40GN) [31]
and for ortho-carborane [28, 31], both well-established PCs with orientational-glass
temperatures Téf’ ~ 144 and 120 K, respectively [48, 65, 66]. While ortho-carborane
exhibits very strong glassforming characteristics (m =~ 20 [65]), 60SN-40GN was
shown [48] to be exceptionally fragile (m ~ 62) when compared with most other PCs
[1] (cf. Fig. 2b). Irrespective of this difference, just as for the other PCs (Figs. 5 and 6)
for both materials, a V-shaped behavior of A In ¢” is observed, too. In contrast to the
other compounds, for 60SN-40GN A In &¢” does not approach zero at the minimum. In
Ref. [31], this was ascribed to additional contributions from field-induced transitions
between different molecular conformations in this material.

The case of ortho-carborane illustrates an experimental problem that one may
encounter when performing nonlinear measurements of PCs: As the nonlinear dielec-
tric response commonly is much smaller than the linear one, usually very high elec-
trical fields E are necessary to enable its detection. Therefore, accounting for the
relation E ~ 1/d, the sample thickness d should be as thin as possible. This can be
much more easily achieved when the investigated material is liquid during prepara-
tion, enabling the use of capacitors with thin spacers (e.g., glass fibers, Teflon foils, or
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Fig. 5 Difference of the logarithmic high- and low-field dielectric spectra of plastic-crystalline
cyclo-octanol as measured for high fields of 375 kV/cm and for various temperatures (cf. Fig. 4)
[28]. The arrows indicate the a-peak frequencies. The lines are drawn to guide the eyes. The
inset schematically indicates a field-induced broadening, which would lead to qualitatively similar
difference spectra as in the main frames
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silica microspheres [20, 25, 26,29-31]). However, in contrast to supercooled liquids,
many materials exhibiting a PC phase are not liquid at room temperature. Fortunately,
often they can be easily melted at only moderately enhanced temperatures, enabling
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Fig. 7 Difference of the logarithmic dielectric-loss spectra of plastic-crystalline 60SN-40GN and
ortho-carborane as measured for high fields of 357 and 90 kV/cm, respectively, and for various
temperatures [28, 31]. The arrows indicate the «-peak positions. The lines in a are drawn to guide
the eyes

their filling into capacitors. This is, however, not the case for ortho-carborane, which
tends to sublimate at elevated temperatures [65]. This material instead has to be pre-
pared from powder, pressing a thin platelet between polished stainless-steel plates
that serve as electrodes [28]. The minimum thickness achieved in this way was of
the order of 100 wm, much larger than the few wm thickness that can be reached for
liquid samples. Consequently, higher fields had to be applied to compensate for this
effect, which only was possible in a limited frequency range (Fig. 7b).

It should be noted that the common nonlinear behavior of PCs around the o-
peak frequency as documented in Figs. 5, 6, and 7 is consistent with a field-induced
broadening of the observed relaxation features. This becomes clear by a comparison
with the inset of Fig. 5, which schematically indicates such a scenario with somewhat
exaggerated field-induced effects for clarity reasons [28]. The behavior shown there is
well consistent with the experimental data. Remarkably, this broadening also occurs
at the low-frequency flank of the « peak, causing the mentioned increase of A In&” (v)
at low frequencies (Figs. 5b, 6, and 7). Thus, the high-field spectra can no longer
be described by the Cole-Davidson (CD) function [67], for which &”(v) increases
linearly (i.e., with a slope one in the log—log plot) at the left flank of the loss peak.
The CD function is found to reasonably fit the « relaxation of many glass formers
[11] and plastic crystals [1], including cyclo-octanol [60]. Usually, peak broadening
observed in the relaxation dynamics of glassy matter is ascribed to heterogeneity
arising from the disorder in the material, which induces a distribution of relaxation
times [9, 10]. However, as discussed in Ref. [28], it is not clear why a high field should
increase heterogeneity and such an explanation of this field-induced broadening
seems unlikely.

In contrast to the low-frequency behavior, the field-induced increase of ¢” and ¢’ at
frequencies, v > v,, found in PCs (Figs. 5, 6 and 7) [28, 29, 31] resembles the behavior
in structural glass formers [20, 25, 33]. Within the framework of the box model,
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considering the dynamic heterogeneity of glassy matter [32, 68], this nonlinear effect
was ascribed to a selective transfer of field energy into the heterogeneous regions,
accelerating their dynamics and leading to an effective broadening at the right flank
of the « relaxation peak (and a corresponding effect in &’) [18, 20, 29, 33]. However,
the continuous increase of A In ¢”(v) found at v < v, in PCs cannot be accounted for
in this way. This discrepancy is also revealed by the solid line shown in Fig. 6, which
was calculated according to the box model [29]. Obviously, within this model the field
effects in &” are expected to approach zero for low frequencies, in agreement with
the behavior in most supercooled liquids but in marked contrast with the findings
in the PCs. In contrast, at v > v, a positive field effect with the correct order of
magnitude is predicted. In Ref. [29], the deviations in this region were ascribed to
the suggested intrinsic non-exponentiality of PCs [41, 42]. This notion implies that,
in contrast to canonical glass formers, in PCs only part of their non-exponential
relaxation behavior arises from heterogeneity.

It should also be noted that the negative values of A In ¢’ detected at v < v,
(Fig. 5a) again are at variance with the box model as developed for supercooled
liquids. In principle, negative values of A In &', corresponding to a reduction of
the low-frequency dielectric constant, may be explained by saturation effects of the
polarization [69-71]. However, instead of the minimum revealed by Fig. 5a, in this
case a low-frequency plateau in A In &'(v) is expected as found, e.g., in glassforming
1-propanol [72].

An explanation for the puzzling low-frequency nonlinear properties of PCs dis-
cussed above was provided in Ref. [29], based on recent theoretical considerations
by Johari [39, 40]. Within this framework, the high external field is assumed to result
in a reduction of configurational entropy. Via the relation of entropy and relaxation
time that is assumed within the Adam—Gibbs theory of the glass transition [59], this
should induce an increase of the relaxation time, resulting in a slight increase of
the glass temperature. This entropy effect should, however, only lead to significant
nonlinear contributions at low frequencies, v < v,, because the molecular rearrange-
ments associated with the entropy reduction are too slow to follow the ac field at
high frequencies [29]. This is in good accordance with the experimental findings at
low frequencies documented in Figs. 5, 6, and 7, which cannot easily be explained
by other contributions as discussed above.

Entropy contributions to nonlinear dielectric properties have also been found for
various structural glass formers, mostly by performing measurements under a strong
bias field [30, 73—75]. However, it seems that entropy-driven nonlinearity effects in
PCs are generally stronger than those detected in such supercooled liquids [30, 31].
In Johari’s model [39], the impact of a high electrical field on the reorientational
degrees of freedom of the molecules is considered. It indeed seems reasonable that the
field may diminish the reorientational disorder of dipolar molecules and thus influ-
ence the entropy of the system. However, while in PCs there is only reorientational
disorder, in structural glass formers also translational disorder exists, which should
be less influenced by the field. In contrast to structural glass formers, for the overall
entropy of PCs molecular reorientations are the main source of entropy. Therefore,
one may speculate that for PCs the field-induced variation of reorientational disorder
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is of more importance than for canonical glass formers and that this is the reason
for the different low-frequency nonlinear behavior of these two classes of glassy
matter [31]. However, in a recent work [40], Johari pointed out that for cyclo-octanol
intramolecular degrees of freedom also strongly contribute to its overall entropy.

Asnoted, e.g., in Ref. [19], from the field-induced variation of the complex dielec-
tric permittivity, the cubic susceptibility xél) can be calculated. It is defined via the
following relation for the time-dependent polarization P(¢), resulting from an applied
time-dependent electrical field E(t) = E,. cos(wt) [27, 38]:

P(t)

3
‘Xfl)‘ E,.cos(wt — &) + 1 ‘Xél)‘ E3 cos (a)t — 8§1))
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Here, the lower indices of x correspond to the exponent of the electrical-field
dependence (which defines X3(1) as cubic susceptibility) while the upper ones signal
the w factor. The higher order harmonic susceptibilities X3(3) and XS(S) are often simply
denoted as x3 and xs, respectively. It should be noted that Xél) contains essentially
the same information as A In ¢'(v) and A In ¢”(v) plotted in Figs. 5, 6, and 7 and
can be directly calculated from the measured low- and high-field permittivities via
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with Ag’ = ¢/, — ¢, and Ae” = ¢, — ¢}, [19].

Figure 8 shows spectra of the modulus and phase of Xél) for plastic-crystalline
cyclo-octanol. This should be compared to the corresponding results for two super-
cooled liquids (glycerol and propylene carbonate), recently published in Ref. [76].
The findings in this work were interpreted along similar lines as the higher har-
monic susceptibilities reported, e.g., in [23, 26, 27], namely within the theoretical
framework by Bouchaud and Biroli [36] assuming molecular cooperativity leading
to “amorphous order” that grows when the glass temperature is approached. The
humped shape observed in the modulus spectra of various cubic susceptibilities in
the region of v, can be well understood within this framework. As pointed out in
Ref. [76], several common features (e.g., the hump and the similar phase behavior)
found in the spectra of different nonlinear susceptibilities point to a common phys-
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ical origin, dominated by cooperativity effects. Nonlinear entropy contributions as
discussed in Johari’s model [39] were shown to be consistent with this view.

An inspection of the x3(1) spectra of cyclo-octanol in Fig. 8 reveals some similar-
ities to those in the supercooled liquids [76]: Just as for the latter, a hump shows up
in the modulus spectra about half a decade above the a-peak frequency v, (Fig. 8a).

Moreover, ‘Xél)‘ (v) exhibits a spikelike minimum where it seems to approach zero.

Just as for the canonical glass formers, this minimum is accompanied by a strong
jump in the phase (Fig. 8b). (In Fig. 2 of Ref. [76], the phase becomes negative at
low frequencies but it is a matter of definition if angles above 180° are represented
as positive or negative values.) However, Fig. 8 also reveals some differences to the
behavior in the supercooled liquids: In plastic-crystalline cyclo-octanol, the mini-
mum in the modulus and the jump in the phase occur at higher frequency, namely just
at v,, while in Ref. [76] it was found at least a factor of three below v,. This effect
seems to impede the full formation of the hump in the modulus of the PC. Moreover,
the phase at frequencies below the jump is still strongly frequency dependent, while
it is nearly constant in the supercooled liquids. In Ref. [76] the anomalies in the X3(])
spectra were ascribed to a transition from the “trivial” saturation response dominating
at low frequencies [69-71] to the correlation-dominated regime at higher frequen-
cies. Especially, the saturation effect leads to a reduction of &, while correlations
seem to enhance it. At the frequency of the anomalies, both effects seem to compen-
sate. In the present case of plastic-crystalline cyclo-octanol, similar arguments can
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be used when assuming a transition from correlation-dominated behavior at v > v, to
entropy-dominated nonlinearity at v < v,. Nonlinear saturation and entropy effects
are both expected to be most pronounced at low frequencies. In the X3( L spectra
(and thus probably also in the other cubic susceptibilities [76]), their main difference
seems to be the essentially frequency-independent behavior of the first compared to
the frequency-dependent nonlinear response of the latter. The comparison of the XS)
results on a PC (Fig. 8) and those on supercooled liquids in Ref. [76] seem to corrob-
orate the notion that entropy effects mainly dominate the low-frequency nonlinear
response in PCs, in contrast to saturation effects in supercooled liquids.

2.2 Secondary Relaxations

Just as found for many supercooled liquids, plastic crystals are known to exhibit
secondary relaxation processes, termed f relaxations, which are faster than the main
reorientational process, usually denoted as « relaxation [1]. As shown by Johari and
Goldstein [34], B relaxations seem to be an inherent property of the glassy state
of matter. To distinguish such processes from relaxations arising from more trivial
effects as, e.g., intramolecular motions, they are nowadays commonly denoted as
Johari—Goldstein (JG) relaxations. The microscopic origin of JG relaxations is still
controversially discussed. For example, they were ascribed to motions of molecules
within “islands of mobility” [34], small-scale motions within a fine structure of the
energy landscape experienced by the molecules [77-79], or various other mecha-
nisms (e.g., [80-83]).

The shoulders observed at the high-frequency flanks of the peaks in the loss
spectra of cyclo-octanol, shown in Fig. 4b, indicate the presence of two faster sec-
ondary processes. Examining data covering a broader temperature and frequency
range indeed reveals clear evidence for these processes, which were termed 8 and
y relaxations [60]. By applying a universal criterion, valid for different classes of
glass formers, strong hints were obtained that the g relaxation of cyclo-octanol is a
genuine JG relaxation process [83, 84]. As seen in the left inset of Fig. 4, there is no
significant difference of the high- and low-field results for the loss in the region of
the B relaxation. Obviously, the field-induced variation of ¢” is small in this region
and, consequently, the difference spectra shown in Fig. 5 strongly decrease at high
frequencies. This is also the case for 60SN-40GN (Fig. 7a) where the nonlinear-
ity also becomes weaker in the regime of its secondary relaxations [31]. For the
neopentylglycol/cyclo-hexanol mixture shown in Fig. 6 and for cyanocyclohexane,
a decrease of the difference spectra at high frequencies was also observed, which,
however, seems to be more gradual than for the other PCs [29].

The weaker nonlinearity of PCs in the regime of their secondary relaxations
resembles the corresponding effect found for the excess-wing region of supercooled
liquids like glycerol [25, 72]. The excess wing shows up as a second, more shallow
power law at the high-frequency flank of the o peak of some glass formers [11,
35, 85]. In various works, it was suggested to be caused by a JG relaxation peak
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that is partly submerged under the dominating o peak (e.g., [86—88]). Therefore, the
reduction or even absence of a nonlinear effect at high frequencies in the PCs may
well have the same origin as the negligible nonlinearity in the excess-wing region
of the supercooled liquids [25, 72]. As discussed, e.g., in Ref. [25], this finding is
consistent with the relation of nonlinearity and molecular cooperativity suggested
in Ref. [36] if having in mind that secondary relaxations are often assumed to be of
non-cooperative nature [81, 89, 90]. However, it should be noted that in the region
of the very strong secondary relaxation of glassforming sorbitol, well-pronounced
nonlinear effects were found [19, 91], a fact that could be explained within the
framework of the coupling model [92].

As discussed in Ref. [93], based on time-resolved measurements, the number of
high-field cycles applied to the sample may play a crucial role in the detection of
equilibrium values for the nonlinearity. For example, the degree of nonlinearity in the
high-frequency region of supercooled liquids seems to clearly depend on the number
of applied cycles [93] and similar behavior was also reported for PCs [29]. However,
experiments with different cycle numbers performed for 60SN-40GN did not reveal
any differences [31]. While the details of this behavior are not finally clarified, in any
case, the nonlinearity in the regime of high-frequency processes seems to be smaller
than for the main relaxation in most glasslike materials investigated until now.

Further information on the secondary relaxations in cyclo-octanol can be obtained
by transferring the sample into an (at least partly) orientationally ordered state
[60—63], which was achieved by heating the sample to 227 K after supercooling
and keeping it there for 10 min. As shown in Ref. [60], the secondary relaxations
persist in this more ordered state and can be investigated without interference from the
dominating « relaxation. Figure 9 shows the results for the loss at 168 K, measured
at low and high fields. Above about 1 Hz, in the region of the § and y relaxations,
within experimental resolution no field-induced variation is observed. This finding
is in good agreement with those obtained for the plastic-crystalline phase in the
secondary relaxation region, discussed above (Figs. 4 and 5). The field dependence
observed at the lowest frequencies may be ascribed to the « relaxation arising from
residual amounts of the plastic-crystalline phase or to contributions from ionic con-
ductivity, due to small amounts of impurities within the sample. Nonlinearities of
ionic conductivity are well-known effects and are discussed in detail by Roling and
co-workers (see, e.g., Ref. [94] and the chapter by B. Roling in the present book).

3 Third-Order Harmonic Susceptibility

Another prominent way to detect the nonlinear dielectric response of a material is
the measurement of higher harmonics of the dielectric susceptibility: At low fields,
the polarization P and field E should be proportional to each other. Therefore, the
application of a sinus ac field E(¢) results in a sinus polarization P(¢) with the same
frequency. However, at high fields, P no longer is proportional to E and, thus, an
applied sinus field with frequency w can result in higher harmonics with frequency
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3w, Sw, etc., which are quantified by the higher order harmonic susceptibilities x 3,
X5, etc. as defined in Eq. (1). The even harmonics 2w, 4w, etc. should be zero because
P(E) should be equal to —P(—E).

Figure 10 shows the modulus of x3E? for the PCs cyclo-octanol [28] and 60SN-
40GN [31]. In both cases, a hump is observed at a frequency somewhat below v,,
indicated by the arrows in Fig. 10. As mentioned in the introduction, such a humped
shape of the x3 spectra is predicted within the model by Biroli and co-workers [36,
37], to arise from molecular cooperativity, which is often assumed to be typical for
glassforming systems [8, 43, 44, 59]. Qualitatively, similar spectral shapes of x3(v)
were also found for various structural glass formers [19, 23, 26, 73]. Within the
theoretical framework of Bouchaud and Biroli [36, 37], the detection of a hump in PCs
as documented in Fig. 10 indicates that the glassy freezing in PCs is also governed
by molecular cooperativity [28]. A possible mechanism for generating molecular
correlations in PCs could be lattice strains that reduce the hindering barriers for
reorientational motions of neighboring molecules [28]. However, it should be noted
that a hump in Ix3I(v) can also be explained within the framework of other models
[73,95-99].

About one decade below the hump frequencies, the | 31E? spectra of 60SN-40GN
(Fig. 10b) reveal weak shoulders. In Ref. [31] it was speculated that these spectral
features arise from an additional slow relaxation process, for which indications were
found in the linear dielectric spectra [48]. The microscopic origin of this process is
unknown until now.

In Fig. 11, for cyclo-octanol in addition to the modulus shown in Fig. 10a, the
real and imaginary parts of the third-order harmonic susceptibility (times E?) are
presented. This should be compared to the corresponding spectra as found for the
supercooled liquids glycerol and 1-propanol [19]. In the latter, the spectra of both
quantities could be well described by exclusively considering saturation effects of
the polarization at high fields [71], as already treated in very early works on nonlinear
dielectric spectroscopy [69, 70]. In 1-propanol, cooperativity seems to be absent for



Nonlinear Dielectric Response of Plastic Crystals 293

Fig. 10 Modulus of the
third-order harmonic
component of the dielectric 10°
susceptibility (times E2) of
cyclo-octanol (a) [28] and
60SN-40GN (b) [31],
measured at various 10"
temperatures. The applied
fields were 375 and
357 kV/cm, respectively. The
arrows indicate the 107 Cyc|o_octano|
corresponding «-peak
frequencies. The lines are o . . . .
guides for the eyes L
= -3 -2 -1 0 1
=

172K V 178IK y182KI¢

log,, [v(Hz)]

the main relaxation process due to the well-known peculiarities of the relaxational
dynamics of most monohydroxy alcohols [100, 101]. However, in glycerol, the real
and imaginary parts of x3 showed clear qualitative deviations from the behavior
predicted for entirely saturation-induced nonlinearity, which was ascribed to cooper-
ativity effects [19]. For cyclo-octanol, the spectra of Fig. 11 in many respects resemble
those of glycerol and also clearly do not follow the behavior predicted for a purely
saturation-dominated system such as 1-propanol. Especially, just as for glycerol, the
well-pronounced negative minima, occurring in both the real and the imaginary parts,
not far from v, together generate the hump observed in the modulus of y 3 (Fig. 10a),
which is taken as signature for cooperative glassy dynamics [28]. The negative real
part of x3 found at low frequencies (Fig. 11a) can be assumed to arise from the
entropy effects [39] discussed above, in contrast to the saturation effect dominating
the low-frequency response in glycerol. At low frequencies, i.e., on long timescales,
the liquid flow (directly related to the o« relaxation) should destroy glassy correlations
[27], leaving room for additional nonlinear contributions becoming dominant, which
in the PCs predominantly seem to be entropy effects.
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Fig. 11 Real and imaginary (a) I I I I I
O et s Y
cyclo-octanol at four 0
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-
x
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Within the model by Bouchaud and Biroli [36, 37], a hump observed in the third-
order susceptibility x3, as documented for the PCs cyclo-octanol and 60SN-40GN
in Fig. 10, should be related to the number of correlated molecules N Especially,
the dimensionless quantity X 53), defined by [23]

x® _ _ keT e
g0 (Ax1)* @

which corrects x3 for trivial temperature dependences, should be directly propor-
tional to N¢orr. (In this equation, Ay is the dielectric strength and a® the volume
taken up by a single molecule.) Figure 12b presents the temperature dependence of
the peak value of this quantity for three supercooled liquids [26] and for the two
PCs for which y 3 data are available (symbols; left scale) [28, 31]. At the peak, X §3)
should be dominated by the cooperativity contribution to x 3 and thus correspond to
Nconr(T) in arbitrary units. As revealed by Fig. 12b [26, 28, 31], for all these sys-
tems, N increases with decreasing temperature, implying a growth of correlation
length scales. This is in accord with the notion that the glass transition is related to
an underlying thermodynamic phase transition [43, 59].

The temperature dependence of N for the three PCs, shown in Fig. 12b (closed
symbols), fully matches the general scenario found for the supercooled liquids [26]
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Fig. 12 a Temperature-dependent average «-relaxation times of three glassforming liquids and two
PCs[48,50, 60, 89] shown in an Angell plot [52]. The lines are fits with the Vogel-Fulcher—Tammann
(VFT) function [50]. b Comparison of the effective activation energies H (lines; right scale) with
the number of correlated molecules N .o (symbols; left scale) for the same materials as in frame (a)
[26, 28, 31]. H was determined from the derivatives of the VFT fits of the temperature-dependent
relaxation times shown in frame (a). N corr, shown in arbitrary numbers, was determined from x 3 (see
text). To match the H(T') curves, N o Wwas multiplied by separate factors for each material (glycerol:
1.15, propylene carbonate (PCA): 0.72, 3-fluoroaniline (FAN): 1.30, cyclo-octanol: 0.19, 60SN-
40GN (SNGN): 1.05). Note that both ordinates start from zero, implying direct proportionality of
both quantities

(open symbols): Simply spoken, the more fragile the material, the stronger is the tem-
perature dependence of its N To illustrate their significantly different fragilities,
Fig. 12a shows an Angell plot of the relaxation times 7 of the same materials as in
Fig. 12b. As discussed above, the fragility of a glass former quantifies the degree of
deviation of its temperature-dependent relaxation time from Arrhenius behavior. In
Fig. 12a, these deviations are revealed to be weakest for glycerol and strongest for the
two other glassforming liquids. Indeed, with fragility parameters m ~ 53 (glycerol
[102]), 90 (3-fluoroaniline), and 104 (propylene carbonate [102]), the supercooled
liquids in this plot vary considerably between intermediate and high fragility. Corre-
spondingly, glycerol has significantly weaker temperature dependence of N, than
the other two glass formers (Fig. 12b). As pointed out in Ref. [26], this finding well
corroborates the notion that the non-Arrhenius behavior of supercooled liquids arises
from increasing molecular cooperativity at low temperatures.

Concerning the PC results included in Fig. 12, cyclo-octanol is known to be a
rather strong glass former (m & 33), which is quite common for this class of glasslike
materials [1, 45]. In Fig. 12a, this immediately becomes obvious from the fact that
its T curve is only weakly bended and, for T > T, lies above the data points of
all the other shown materials. Figure 12b reveals that, just as for the supercooled
liquids, this strong dynamics of cyclo-octanol is nicely mirrored by the very weak
temperature dependence of its N o as determined from the y 3 measurements. Thus,
it seems that, for this PC, a temperature-dependent variation of cooperativity also
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is the main factor determining its non-Arrhenius behavior. A crucial test to support
this idea is provided by the results on 60SN-40GN. This is one of the very few
examples [45, 47, 48], where a relatively high fragility (m =~ 62) is realized in a
PC. Indeed, in Fig. 12a, its 7(T) curve is similarly bended as for the intermediately
fragile glycerol. Therefore, for 60SN-40GN the number of correlated molecules
should increase significantly stronger than for cyclo-octanol. In fact, this is observed
in Fig. 12b. Within the theoretical framework by Bouchaud and Biroli [36, 37], these
results allow to conclude that the origin of the non-Arrhenius behavior in PCs is
the same as for structural glass former, namely an increase of cooperativity when
approaching the glass transition under cooling.

In Ref. [26], it was demonstrated that, in addition to the qualitative connection
of the temperature variations of the a-relaxation time and N discussed above,
there also seems to be a quantitative relation of both quantities: Let us consider
the explanation of the non-Arrhenius behavior of t(T) by a temperature-dependent
effective energy-barrier H governing molecular motion, as schematically indicated
in Fig. 3 [12, 44, 103]. Within this framework, fragile and strong dynamics imply
strong or weak temperature dependence of H(T), respectively. Within the time-
honored Adam-Gibbs theory [59], it is assumed that the temperature-dependent
energy barrier is proportional to the number of molecules withina CRR, i.e., H ~ N oy
As indicated in Fig. 3, H(T) can be estimated by the derivative of the log t (l / T)
curves in the Arrhenius representation, H = d(Int)/ d(1/T). (To avoid excessive
data scatter, usually arising when differentiating experimental curves, derivatives of
the fit curves of t(T') instead of the experimental data points can be used.) For the
materials covered by Fig. 12, the results for H(T') are indicated by the lines shown
in frame (b) (right scale). As demonstrated in Ref. [26] for the supercooled liquids,
the N (T) data (in arbitrary units) can be reasonably scaled onto the H(T') curves
obtained in this way. This obviously is also well fulfilled for the two PCs [28, 31].
It should be noted that both ordinates in Fig. 12 start at zero implying that, indeed,
H(T) and t(T) are directly proportional to each other. Finally, we want to mention
that the scaling factors, applied to match the N o (T) to the H(T) curves are of the
order of one for the three supercooled liquids and for plastic-crystalline 60SN-40GN
(see caption of Fig. 12 for the values). However, for cyclo-octanol, this factor is
0.19 and, thus, significantly smaller. The reason for this difference is not clear at
present; seemingly, for the latter compound, the molecular motions are less impeded
by a high N than in the others. Further nonlinear investigations of canonical PCs
are necessary to check if this deviation is a common property of this material class.
60SN-40GN may be suspected to be a special case, due to its strong substitutional
disorder.

4 Summary and Conclusions

In the present overview, we have demonstrated a rich variety of nonlinear dielectric
phenomena occurring in PCs. We have concentrated on two typical ways of perform-
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ing nonlinear dielectric experiments, namely the measurement of the 1w and of the
3w components of the dielectric susceptibility, both performed under high ac fields.
In many respects, PCs reveal similar behavior as found for structural glass formers.
Especially, high ac fields lead to an enhancement of the dielectric permittivity at
frequencies v > v, just as commonly found for supercooled liquids. Therefore, it
seems natural to explain this phenomenon in a similar way. Just as for the latter, cur-
rently two seemingly different explanations of the nonlinear response at v > v, can
be invoked, namely a selective transfer of field energy into the heterogeneous regions
as considered in the box model [18, 20, 29, 32, 68] or a cooperativity-related origin
implying increasing length scales and “amorphous order” when approaching T, as
treated in the model by Bouchaud and Biroli [23, 26, 27, 31, 36, 37, 76]. It should
be noted, however, that in a recent work it was proposed that these two approaches
even may be compatible [76].

At low frequencies, v < v, the nonlinear lw response of PCs and supercooled
liquids seems to differ markedly. While the latter exhibit only weak nonlinearity
in this frequency range, PCs probably are dominated by entropy effects [29] as
considered in Johari’s theory [39]. To explain this finding, we have speculated about
the different relative importance of reorientational degrees of freedom for the entropy
in PCs compared to canonical glasses [31] but this issue is still far from clarified.

When approaching high frequencies, in the region of secondary processes as the
excess wing or the JG relaxation, for PCs, just as for the supercooled liquids, a gradual
reduction of nonlinearity is observed. Within the cooperativity-related framework,
this implies less cooperative motions as often assumed for such processes [81, 89,
90].

Of special interest are the results concerning the third-order harmonic suscepti-
bility, characterizing the 3w dielectric response [28, 31]. For the two PCs for which
this quantity was investigated until now, a spectral shape as predicted by the model
by Biroli and Bouchaud is found. In this respect, the PCs behave very similar as
various supercooled liquids [23, 26, 73]. The results seem to imply that a growth
of molecular cooperativity and the approach of amorphous order under cooling is
the origin of the non-Arrhenius behavior, not only in supercooled liquids [23, 26,
27] but also in PCs. As discussed in Sect. 1, an energy-landscape scenario [57, 58]
was previously invoked to rationalize the commonly less fragile relaxation dynamics
of PCs compared to structural glass formers [1, 45, 47, 48]. The found indications
for growing length scales when approaching T, in PCs, based on 3 measurements,
seem to imply that there must be a relation of this energy-landscape scenario to the
cooperativity scenario. A possible rationalization of such a relation was discussed in
Sect. 1.

The present work makes clear that quite far-reaching conclusions can be drawn
from nonlinear dielectric measurements of PCs, not only concerning this special
class of glasslike systems but also concerning the glass transition and glassy state
of matter in general. Nevertheless, one should be aware that until now only rather
few PC systems have been investigated by nonlinear techniques. Clearly, a broader
database is highly desirable to reveal universalities and further help enlightening our
understanding of the role of cooperativity and heterogeneity in glassy systems.
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Nonlinear Ionic Conductivity of Solid m
Electrolytes and Supercooled Ionic i
Liquids

B. Roling, L. N. Patro and O. Burghaus

Abstract In this chapter, we present experimental and theoretical results for the
nonlinear ionic conductivity of solid electrolytes and of supercooled ionic liquids at
large electric fields exceeding 100 kV/cm. The nonlinear conductivity was measured
by nonlinear ac impedance spectroscopy, i.e., by applying large ac electric fields and
analyzing the measured current density spectra, in particular, higher harmonics in
the current density spectra. We first review the first and second Wien effect found
in classical strong and weak electrolyte solutions as well as the strong nonlinear ion
transport effects observed for inorganic ionic glasses and for polymer electrolytes.
Then we present models describing the nonlinear ion conductivity of classical elec-
trolyte solutions, ionic glasses, and polymer electrolytes. Finally, recent results are
presented for the nonlinear ionic conductivity and permittivity of supercooled ionic
liquids. We show that supercooled ionic liquids exhibit anomalous Wien effects,
which are clearly distinct from the classical Wien effects. Some ionic liquids exhibit
a very strong nonlinearity of the ionic conductivity, manifesting even in seventh-
order harmonic currents. We also discuss the frequency dependence of higher-order
conductivity and permittivity spectra of these supercooled liquids.

Keywords Ionic conductivity * Solid electrolytes
ITonic liquids * Nonlinear ac impedance spectroscopy * Higher harmonics

1 Introduction

Solid electrolytes are usually single-ion conductors with mobile alkali ions moving
in a rigid crystalline or amorphous matrix [1, 2]. Classical liquid electrolytes are
composed of a salt dissolved in water or in an organic solvent [3, 4]. For instance,
in commercial Li-ion batteries, the electrolyte consists of LiPF¢ dissolved in a mix-
ture of organic carbonates. These electrolytes exhibit a high vapor pressure and are,
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therefore, flammable, leading to safety concerns with Li-ion batteries [5]. Conse-
quently, the replacement of conventional electrolytes by nonvolatile ones, like solid
electrolytes or ionic liquid-based electrolytes, would improve battery safety tremen-
dously. Currently, large research efforts are devoted to developing such alternative
electrolytes and to characterizing the ion transport mechanisms.

A common method for measuring the ionic conductivity of an electrolyte is ac
impedance spectroscopy. In the case of solid electrolytes, not only the total ionic
conductivity can be determined, but also different ion transport mechanisms can
be distinguished, such as transport across crystalline grains, transport across grain
boundaries, as well as Maxwell-Wagner effects due to the existence of different
phases with different ionic conductivities [6, 7]. Impedance spectroscopy on liquid
and solid electrolytes is usually carried out at low electric field strengths, at which
the relation between current density and electric field is linear [8, 9].

Additional information about ion transport mechanism can be obtained from non-
linear ionic conductivity measurements at high electric fields. In the 1920s and 1930s,
such measurements were done on classical diluted electrolyte solution and have
tremendously contributed to a better understanding of ion transport mechanisms in
these solutions [10]. The applied electric fields exceeded 50-100 kV/cm. The results
revealed the so-called first Wien effect for strong electrolytes (electrolytes with com-
plete dissociation of the ions in the solvent) and the so-called second Wien effect
for weak electrolytes (electrolytes with weak dissociation of salt in the solvent).
Theories by Falkenhagen [11], Wilson [12], and Onsager [13] explained these Wien
effects and provided new insights into the ion transport mechanisms.

Starting in the 1940s, nonlinear ionic conductivity measurements were also carried
out on alkali ion conducting glasses [14-20]. It was found that the increase of the
current density with the electric field can be described by a hyperbolic sine function.
Different theoretical approaches were suggested to explain this kind of behavior.
However, a generally accepted theory does not yet exist.

In recent years, the first nonlinear ionic conductivity measurements on super-
cooled ionic liquids were carried out [21-24]. These studies will hopefully contribute
to a better understanding of ion transport mechanisms in ionic liquids, analogous to
the Wien effect studies on diluted electrolyte solutions.

In the first part of this chapter, we start with an overview of the nonlinear ionic
conductivity of classical diluted electrolyte solutions, ion conducting glasses, and
polymer electrolytes. By using nonlinear ac impedance spectroscopy over broad
frequency range, not only the nonlinearity of the long-range ion transport can be
studied, but also the frequency-dependent nonlinear effects can be studied related to
subdiffusive movements of ions. We also present models for nonlinear ion transport
in classical electrolyte solutions, in glasses and in polymer electrolytes. In the sec-
ond part of the chapter, we summarize the main results obtained for the nonlinear
ionic conductivity of supercooled ionic liquids. We discuss anomalous Wien effects
observed in the field dependence of the dc ionic conductivity as well as the frequency
dependence of higher-order conductivity and permittivity coefficients.
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2 Nonlinear Ion Transport in Classical Liquid Electrolytes
and in Solid Electrolytes

2.1 Classical Wien Effects in Diluted Electrolyte Solutions

Classical liquid electrolytes are solutions of metal salts in water or in organic sol-
vents, like acetonitrile. This class of electrolytes is subdivided into strong and weak
electrolytes. Strong electrolytes are characterized by a complete dissociation of the
dissolved salt and the formation of solvated cations and anions. Due to the large
number density of dissociated ions, the ionic conductivity oj,, of strong electrolytes
is relatively high. The molar conductivity A = Gjon/Csalt, With cgaye denoting the con-
centration of the dissolved salt, is a measure for the average mobility of the ions in
the solution. For strong electrolytes, the molar conductivity decreases weakly with
increasing salt concentration due to the weak Coulomb interactions between the sol-
vated ions, see Fig. 1a. Consequently, the molar conductivity of strong electrolytes
is only slightly lower than the molar conductivity at infinite dilution, A . The weak
Coulomb interactions lead to a weak ion atmosphere effect, i.e., cations are pref-
erentially surrounded by anions and vice versa. In contrast, weak electrolytes are
characterized by an incomplete dissociation of the salt. The major part of the ions
form pairs or larger aggregates in the solvents, and only a small fraction of dissociated
ions are present in the solution, which contribute to the ionic conductivity. Conse-
quently, the ionic conductivity of weak electrolytes is relatively low. The degree
of salt dissociation of weak electrolytes depends strongly on the salt concentration,
and the molar conductivity decreases with increasing salt concentration according
to A o< 1/,/cqr, see Fig. 1a. Consequently, strong and weak electrolytes can be
easily distinguished by analyzing the dependence of the molar conductivity on the
salt concentration.

(a) (b)
A A

o0
strong electrolyte /

strong electrolyte, 15t Wien effect

weak electrolyte
2" Wien effect

weak electrolyte

Csalt E

Fig. 1 Dependence of the molar conductivity A of classical strong and weak electrolytes on a the
salt concentration cgyy¢ and b the electric field E (schematic illustration)
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Furthermore, strong and weak electrolytes exhibit a clearly distinct field depen-
dence of the ion conductivity. In the case of strong electrolytes, a strong electric
field leads to an enhancement of the molar conductivity, with the molar conductivity
approaching the infinite-dilution limit A », at very strong fields, see Fig. 1b. This is the
so-called first Wien effect. For instance, in the case of a 2.3 x 10~* M KClI solution
in water, the ionic conductivity enhancement at an electric field of 180 kV/cm, with
respect to the low-field ion conductivity, is only about 0.45% [25, 26]. At intermedi-
ate electric fields, the nonlinear effect increases quadratically with the electric field.
The origin of the first Wien effect is the mitigation of the resistance contribution of
the ionic atmosphere (ions with opposite charge) around an ion by the strong field. In
contrast, weak electrolytes exhibit a much stronger field dependence of the ionic con-
ductivity, see Fig. 1b. This is termed the second Wien effect. For example, the ionic
conductivity enhancement of a 7.4 x 10~* M acetic acid solution in water is 11% at
180 kV/cm [27]. The origin of this effect is a field dependence of the equilibrium
constant for the dissociation of ion pairs into free ions. The degree of dissociation
and thus the number of free ions increases with increasing field strength. In classical
measurements with field strength up to about 200 kV/cm, the conductivity increases
with the field in a linear fashion [27].

2.2 Nonlinear DC Ion Transport in Inorganic Glasses and in
Polymer Electrolytes

A number of field-dependent ionic conductivity studies were carried out on ion
conducting inorganic glasses [14-20]. In these studies, dc electric fields Eq4. were
applied, and the resulting dc currents densities jg. were determined. In general, the
obtained jg.(Eqc) curves could be fitted by a hyperbolic sine function:

M)

2kgT M

Jde X sinh(

Here, g denotes the charge of the mobile ions, while kg and T are Boltzmann’s
constant and the temperature, respectively. The quantity a,pp, has the unit of a distance
and has been termed as an “apparent jump distance”. Equation (1) can be derived
theoretically in the framework of a random walk theory with mobile ions carrying
out thermally activated hops in a periodic potential landscape, see Sect. 2.4.2. In
this framework, a,p;, is identical to the actual jump distance of the mobile ions, i.e.,
to the distance between neighboring sites. However, the apparent jump distances
derived from fits of experimental data using Eq. (1) are generally between 15 and
30 A [14-20]. Thus, app 1s much larger than typical distances between neighboring
ionic sites in glasses, a. In molecular dynamics simulations, these typical distances
were found to be about @ ~ 2.5 — 3 A [28, 29]. The physical origin of the large
values for a,p, is most likely related to the amorphous structure of the matrix the
ions are moving in. This amorphous structure results in a highly disordered potential
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Fig. 2 Apparent jump distance of different Li-Na aluminosilcate glasses with composition
(Liz0)1—x * (Na0), * Al,O3 * 4Si0O; plotted versus inverse temperature. The inverse temper-
ature scale is normalized by the activation energy of the low-field ionic conductivity, E,. The
numbers in the legend are given by x * 100. Reprinted with permission from [30]. Copyright 2010
by De Gruyter

landscape with spatially varying site energies and barriers, in contrast to the periodic
potential landscape considered in random walk theory. We will come back to this
point in Sect. 2.4.2.

The temperature dependence of the apparent jump distance for ionic glasses was
analyzed in detail by our group [30]. As a representative example, we show in Fig. 2
the apparent jump distance of Li—Na aluminosilicate glasses plotted versus the inverse
temperature. The inverse temperature scale is normalized by the activation energy
of the low-field ion conductivity, E,. Remarkably, the apparent jump distance of all
glasses exhibits a similar temperature dependence, i.€., a,pp increases with decreasing
temperature. In a first approximation, the temperature dependence of a,p, is given
by:

Gon , Zo_ @
a 2 kBT

A theoretical explanation for this empirical relation does not yet exist.

In the 1990s, Tajitsu studied the nonlinear ion conductivity of a number of polymer
electrolytes [31-34]. These polymer electrolytes consisted of alkali salts, mostly
lithium salts, dissolved in a polymer matrix, like polyethylene oxide. In homogeneous
polymers, the apparent jump distance was found to be in a range 40-50 A, i.e,
similar to the apparent jump distance values of inorganic glasses. However, in a
phase-separated polymer electrolyte containing rubber particles with diameter of
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about 80 nm, Tajitsu obtained very large apparent jump distances of the order of the
particle diameter [34].

2.3 Nonlinear AC Ionic Conductivity of Inorganic Glasses

When a dc electric field Eq4. is applied to an ionic conductor, and the stationary
current density jg.(Eq4c) is measured in the weak nonlinear regime, j4.(Eq4c) can be
expressed by an odd power series of the electric field:

Jjac = 01.dc - Ede +03.0c - (Eqc)® + 05,4 - (Ege)” +- - (3)

Here, 0 4 is the linear dc conductivity, while oy, gc with n =3, 5, etc. denotes the
nth-order dc conductivity coefficient. A Taylor expansion of Eq. (1) into a power
series of the electric field implies that all higher-order dc conductivity coefficients
On,dc With n > 3 are positive.

When an ac electric field E(t) = Ej - cos(wt) is applied, the current density
being in phase with electric field, ji,, can be written as follows [22, 23]:

. 3 1
Jreal = all,reﬂl - Eg - cos(ot) + (Zg3l.real (Eg)? - cos(wr) + Xog),real (Eg)? -cos(3wt)>

+ (%asl’ml (Eg)’ - cos(n) + %Ug,real (Eg)3 - cosGor) + Tlﬁn;real (EgY -cns(Swt)) boe (@)
The lower index m of the conductivity coefficient o, refers to the field dependence
of the respective current density term, while the upper index n refers to the number of
the harmonic (n = 1: base current density; n > 3: nth-order harmonic current density).
The third-order conductivity spectrum Uireal can be determined by considering the
Fourier components of the current density at 3 w in Eq. (4). Rearrangement yields:

4i
%)360) = 33,rea1 ' E(% + ASTGSS,real : ES +-- (5)

According to Eq. (5), a plot of 4 jreq(3w)/ E versus EZ yields a straight line with
a slope of 033,reap if the second term on the right-hand side of Eq. (5) is negligible.

U;real spectra of various ion conducting inorganic glasses were obtained by our
group. As an example, Fig. 3a shows a plot of 4 ji.a1(3w)/ Eq versus Eé for a Li-Na
aluminosilicate glass with composition (Li;O)pg * (Na;O)g» * Al,O3 * 4 SiO, at
two different frequencies of the applied ac voltage [35]. At 150 MHz, the data are
indeed on a straight line with a slope of oi real- IN contrast, at a higher frequency of
46 Hz, the data exhibit a curvature and were consequently fitted with a second-order
polynomial. In this case, 03 ., was derived from the linear term.

Typical isotherms of the low-field conductivity spectra G}’real (v) and of
the higher-order conductivity spectrum oi ea(V) for the glass are shown in
Fig. 3b [30, 35] At low frequencies, both the Gll,real(v) spectra and the 033,rea1(‘))
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Fig. 3 a Plot of 4 j..a(3v)/Eo versus Eé for a (LioO)gg * (Na20)p2 * Al,O3 * 4Si0; glass at
273 K and at two different frequencies. Empty symbols denote negative values at high frequencies.
The solid lines are second-order polynomial fits. b Low-field conductivity spectra Ull,real(”) and
modulus of higher-order conductivity spectra ‘033,@1(1)) of the glass at different temperatures.

Empty symbols denote negative values and filled symbols positive values, respectively. Reprinted
with permission from [35]. Copyright 2010 by the American Physical Society

spectra are characterized by dc plateaus originating from long-range ion transport.
At higher frequencies, the o ., (V) spectra pass over in the well-known dispersive
regime reflecting subdiffusive ion dynamics [9]. In the same frequency range,
033,real(v) changes its sign from positive values in the dc regime to negative values
in the dispersive regime. Consequently, in the log—log representation shown in
Fig. 3b, we have plotted the modulus of o3 (). In both spectra, o ,(v) and
033,real(v)’ the transition from the dc regime to the dispersive regime shifts to higher
frequencies, when the temperature is increased. Remarkably, the slope in the
dispersive part of the 03, (v) spectra p3 = dlog|o3 ., (v)|/dlogv =~ 0.85 — 0.9
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is significantly larger than the slope in the dispersive part of the o .., (v) spectra,
p1 = dloglo| ., (v)|/dlogv ~ 0.70.

2.4 Models for Nonlinear Ion Transport

2.4.1 Models for Ion Transport in Diluted Electrolyte Solutions

The field dependence of the molar conductivity of strong electrolytes was explained
in the well-known theories by Falkenhagen and Wilson [11, 12] At low electric
fields, each ion is surrounded by an ion atmosphere with opposite charge exhibiting

an average thickness given by the Debye length L, = \/ e & kpT/ (2N A Csalt * 6‘2).
Here, €9, €,, e and N denote the vacuum permittivity, the relative permittivity of the
electrolyte, the elementary charge, and the Avogadro constant, respectively. At high
electric fields, the drift velocity of the ions is so high that the ions travel across many
thicknesses of the low-field ion atmosphere within the timescale of the experiment.
Consequently, under the influence of a high field, the low-field ion atmosphere, which
suppresses ion mobility, is not formed, and the ion mobility is higher than at low
fields. Falkenhagen derived the following expression for the field dependence of the
molar conductivity:

ey
=Ax|l - ——— 6
A ( 47 soer<LD)2E> ©

withy = w/2—(w? — 1)/4-In(w + 1)/(w — D)) andw? = 1+ (2 ks T/(e E Lp))>.
Since for very high field E — 00, the quantity y approaches %2, the molar conductivity
approaches the molar conductivity at infinite dilution, A . Since in diluted solution,
the molar conductivity is only slightly lower than A, the field dependence of the
molar conductivity is weak.

The much stronger field dependence of the molar conductivity of strong elec-
trolytes was explained by Onsager [13]. He considered the field-dependent equilib-
rium between free ions and ion pairs. Ion pairs are defined as two ions with a separa-
tion distance shorter than the Bjerrum length Ly = e?/(4mepe, ks T). Onsager calcu-
lated the kinetics of dissociation and recombination of ion pairs under the influence of
a strong field in the framework of Brownian dynamics. In this framework, the kinetics
of the dissociation of ion pairs is increased by a strong field, while the kinetics of the
recombination of ions is not influenced by the field. This leads to a field-dependent
equilibrium constant for the reaction: Cation - anion pair < free cation + free anion:

ke h(VE)

_ 2
KE=0 -~ v =1+x+0(x) (7)
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with x = €*E/(8meoe, (ks T)?) and I; denoting a modified Bessel function. In a
weak electrolyte with K <« 1, the concentration of free ions and thus the molar
conductivity is proportional to ~/K . Thus, in the weak nonlinear regime with x < 1,
the molar conductivity should be given by:

L:Hlﬁo(xz) (8)
A(E — 0) 2

In experiments, a linear increase of the molar conductivity with increasing field
was indeed observed [26]. Recently, the predictions of the Onsager theory were
essentially confirmed by Coulomb lattice gas simulations [36].

2.4.2 Models for Nonlinear Ion Transport in Inorganic Glasses and
Polymers

The simplest model for nonlinear ion transport in solid materials consists of nonin-
teracting ions carrying out thermally activated hops in a periodic potential landscape
under the influence of an electric field E, see Fig. 4. In this model, the current density
is given by: j o sinh(qaE/(2kgT)) with a denoting the jump distance of the ion,
i.e., the distance between two neighboring sites in the landscape. If real ion conduc-
tors could be described by this model, the field-dependent current density would give
direct information about the jump distance.

However, in glasses and in polymers, the ions move in a highly disordered potential
landscape. In this case, the simplest theoretical approach are single-ion hopping mod-
els with a distribution of site energies and/or hopping barriers. For three-dimensional
hopping models, analytical expressions for the field dependence of the current den-
sity can usually not be derived, but numerical results can be obtained by solving rate
equations or by carrying out molecular dynamics or Monte Carlo simulations.

Fig. 4 Hopping of an ion in Electric field E
a periodic potential
landscape under the

. . Potential
influence of a strong electric
field E energy
ofion
(without
field)

NP .
a = jump distance Space coordinate x



310 B. Roling et al.

It was found that the field dependence of the ionic current density depends strongly
on the nature of the disorder. One interesting example are hopping models with
random site energy disorder. If the distribution of the site energies is a box function,
then third-order dc conductivity o3 4. is negative, whereas o3 4c is positive in the case
of a Gaussian distribution of site energies [37]. A negative value for o3 4. has also
been obtained in Monte Carlo simulations of a random barrier model with a box
distribution of hopping barriers [38]. In [38], the negative sign of 03 4. was explained
by the structure of the ion transport pathways in the random barrier landscape. There
are only a few percolating pathways and many pathways with dead ends. Particles
moving along the percolating pathways migrate preferentially into field direction and
give a positive contribution to o3 4.. However, ions are often forced by the electric
field to move into dead ends and are then trapped in these dead ends for a certain
amount of time. This trapping effect gives a negative contribution to 03 4., which
overcompensates the positive contribution of the ions on the continuous pathways.
Such a trapping effect is also responsible for the negative o3 4. values in the random
energy model with box distribution of site energies [37, 39]. On the other hand, in
a random energy model with a Gaussian distribution of site energies, a completely
different effect is dominant. In this case, a small number of low-energy sites exists,
in which the ions are trapped for most of the time. A strong field shuffles ions from
these low-energy sites to higher-energy sites, so that these ions become mobile [39].
This effect leads to a positive nonlinear effect 03 4c > 0 and is reminiscent of the
Poole-Frenkel effect for nonlinear electron transport in disordered solids [40].

The results presented in [37-39] show that the experimental features 03 4. > 0 and
Aapp = 15—50 A, observed for ionic glasses and for polymer electrolytes are by no
means easily reproduced in the framework of ion hopping models. On the contrary,
in many disordered potential landscapes, one finds either a,,, ~ a or even 03 ¢c < 0.
Thus, the results of nonlinear conductivity measurements put severe constraints on
theoretical models for ion transport in disordered materials.

3 Experimental Setup for Nonlinear AC Impedance
Spectroscopy and Derivation of Higher-Order
Conductivity and Permittivity Spectra

In the case of solid electrolytes, the nonlinear ac impedance measurements were
carried out on thin samples with thicknesses in the range of 50-100 pwm [41]. Bulk
samples of the solid electrolyte were first cut into cylindrical slices with a thickness
in the range of 1 mm using a high-precision cutting machine. Then, the thickness was
further reduced by high-precision grinding using a lapping machine. This resulted
in a maximum error in the thickness over the faces of a sample of about 2 pm. The
thin sample was then attached to a highly resistive quartz glass tube by means of
a high-voltage resistant Araldite glue (Vantico). The quartz glass tube was placed
inside a quartz glass container, see Fig. 5a [41]. Both the quartz glass tube and the
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quartz glass container were filled with a 1 M aqueous NaCl solution. Platinum wires
connected to the high-voltage measurement system were then dipped into the NaCl
solution. Since the ionic resistance of the NaCl solution is many orders of magnitude
lower than the ionic resistance of the sample, the NaCl solution acts as an ionode
with virtually no voltage drop over the solution. This implies that the voltage applied
to the platinum wires drops completely over the sample.

The home-made sample cell for nonlinear ac impedance measurements on super-
cooled ionic liquids is illustrated in Fig. 5b [22]. In this cell, the ionic liquid is placed
between two fine-polished brass electrodes. The distance between these electrodes
can be adjusted by the fine rotation of a rotatable top electrode. This rotation is con-
trolled by means of a fine pitch thread (0.35 mm/turn), which is driven by a worn and
a bevel gear directly attached inside the sample cell with a reduction factor of 36. A
revolution counter, giving a further reduction of 10, on top of the probe head, is con-
nected by a rod to the bevel gear. Overall, one turn of the revolution counter changes
the distance between the electrodes by 0.97 wm. The typical distance between the
electrodes during the measurements was in the range of 50-60 pm.

Ac electric fields with amplitudes up to about 200 kV/cm were applied to samples,
and the resulting current density in phase with the electric fields was analyzed by
means of Egs. (4) and (5). Analogous expressions can be written down for the out-
of-phase current density jimag:

. 3 . 1 .
jimag = Ull,imag - Eq - sin(wt) + <X03l,imag . (50)3 - sin(wt) + Zag.imag . (50)3 . 51n(3wt)>

10 . 5 . 1 .
+ (Eag,imag . (EO)5 -sin(wt) + Egg.imag . (EO)5 - sin(Bwr) + E‘TSS.imag ~(E0)5 . Sm(Smt)) +oee (9)

From the real and imaginary parts of the third-order conductivity coefficients in
Egs. (4) and (9), real and imaginary parts of third-order permittivity coefficients were
calculated by using the following relations:

3 3

O3 . o
3 __ 73,imag 3 _ “3,real
e = 55— and &35, = = (10)

4 Nonlinear AC Impedance Measurements on Supercooled
Ionic Liquids

Nonlinear ac impedance measurements on supercooled ionic liquids are rare in the
literature. To our knowledge, the first nonlinear measurements were carried out in
2009 by Huang and Richert [21]. They found that the dielectric loss of the ionic liquid
1-butyl-3-methylimidazolium hexafluorophosphate in the 1 kHz regime increases
when the electric field is changed from 77.4 to 387 kV/cm.

In our group, we carried out nonlinear impedance measurements on
the following supercooled ionic liquids consisting of monovalent or
divalent cations and monovalent anions: 1-hexyl-3-methylimidazolium
bis(trifluoromethanesulfonyl)imide [C¢mim][NTf,]; 1-hexyl-3-methyl-imidazolium
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Fig. 5 a Schematic illustration of the experimental setup for nonlinear ac impedance measure-
ments on thin solid electrolyte samples. Reprinted from [41]. Copyright (2005), with permission
from Elsevier. b Left: Photograph of the home-made sample cell for nonlinear ac impedance mea-
surements on supercooled ionic liquids (marked by red circle). The sample cell was integrated in a
Novocontrol sample holder BDS 1200. Right: Cross sectional sketch of the sample cell. Reprinted
from [22] with the permission of AIP Publishing

chloride [Cemim][Cl]; Trihexyl(tetradecyl)-phosphonium chloride [Pgg¢¢.141[Cl];
1,10-bis(2,3-dimethylimidazolium)decane  di-bis(trifluoromethanesulfonyl)imide
[M2D),C1p2Im]  [NTf],, and 1,10-bis(3-methylimidazolium)decane  di-
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bis(trifluoromethanesulfonyl)imide [(MI),C;o2Im][NTf,],. These ionic liquids
were commercially available and were used after drying under high vacuum
conditions (about 10~® mbar) at a temperature of 373 K in order to remove traces
of water and of other molecular impurities [23]. In these liquids, the dynamics of
cations and anions takes place on the same timescale (no significant decoupling
effects). In addition, we carried out viscosity measurements in order to analyze
molar conductivity/viscosity relations in a Walden plot [23].

4.1 Nonlinear DC Conductivity of Monocationic and
Dicationic Liquids

In Fig. 6, we show a Walden plot for all liquids. The plot contains a reference
line, which was calculated by combining the Nernst—Einstein and the Stokes—E-
instein relations for strong electrolytes [23]. As seen from the plot, the exper-
imental data of four ILs are close to the reference line. These are the mono-
cationic ILs [Cemim][NTf;] and [Cemim][Cl], as well as the dicationic ILs
[(M21),Cp2Im][NTH; ], and [(MI),Co2Im][NTf;],. Thus, these “strong” ILs behave
like classical strong electrolytes in the sense that ion association effects, which are
not taken into account in the Nernst—Einstein and Stokes—Einstein relations, do not
seem to play a significant role. In contrast, the experimental molar conductivity val-
ues for the ionic liquid [Pg¢6,14][Cl] are about one order of magnitude below the
reference line. This point to significant ion association effects in this “weak” IL, like
in classical weak electrolytes.

In Fig. 7, we show exemplary results of the nonlinear conductivity spectra of the
supercooled dicationic liquid [(M21),C;¢2Im] [NTf,], at a temperature of 226 K
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(Ty =224 K) [23]. The nonlinearity of the ionic conductivity at about 180 kV/cm
is so strong, that even seventh-order harmonic currents can be detected. The strong
nonlinearity manifests also in a strong increase of the base current density measured
at w with increasing field amplitude Ey. By dividing the base current density jiea
in the low-frequency plateau regime by the field amplitude E,, we obtain a field-
dependent dc conductivity o4.(Ep), which is given by the sum of all cos(w?) terms
in Eq. (4).

As shown in Fig. 8, the nonlinearity of the ionic conductivity is stronger for
the two “strong” divalent ILs [(M2I),C¢2Im][NTf;], and [(MI),Co2Im][NTf;], as
compared to the two “strong” monocationic ILs [Cemim][NTf,] and [Cemim][CI].
This result is expected, since also in the case of classical strong electrolytes, the
nonlinearity increases with increasing charge number of cations and anions [25, 26].
For instance, a 2.3 x 10~* M KCl solution in water exhibits a relative conductivity
enhancement of about 0.45% at 180 kV/cm, while the conductivity enhancement
for a 1.7 x 10~* M CdCl, solution in water is about 1% [25, 26]. This finding is
understandable, since the force acting on ions at a specific field strength increases
with increasing charge number. However, in comparison to these classical strong
electrolytes, the “strong” ILs show a much larger nonlinear effect. At 180 kV/cm,
the conductivity enhancement is 62% for the IL [Cemim][NTf,] and 110% for the
dicationic IL [(M2I),C02Im] [NTf,],. In contrast, the “weak” IL [P¢ 6 6.141[C1] shows
a much weaker nonlinearity. At 180 kV/cm, the relative conductivity enhancement
is only about 9%. This strength of the nonlinear effect is comparable to that found
for the classical weak electrolyte acetic acid. However, in contrast to acetic acid,
the nonlinearity increases in a quadratic fashion with the electric field. Thus, the
nonlinear effect in [P 66.14][Cl] is at variance with the Onsager theory for classical
weak electrolytes.

In summary, we found that both “strong” and “weak” ILs show anomalous Wien
effects when compared to classical electrolytes: (i) “Strong” ILs show a much
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stronger nonlinear effect than classical strong electrolytes; In the case of “strong”
dicationic ILs, even seventh-order harmonic currents could be detected at ac elec-
tric field amplitudes of 180 kV/cm. (ii) The “weak” ionic liquid [Pg ¢ 6.14][C1] shows
a nonlinear effect similar to that of classical weak electrolytes. However, the field
dependence of the nonlinear effects is clearly distinct from classic weak electrolytes
(quadratic vs. linear). (iii) The “strong” ILs show a much stronger nonlinearity than
the “weak” IL.

4.2 Frequency Dependence of Nonlinear Permittivity Spectra

The frequency dependence of the third-order permittivity & = sg’real + isgyimag
[see Eq. (10)] was recently studied for supercooled molecular liquids, like glycerol
[42-46]. It was shown that the modulus of the third-order permittivity,
a pronounced maximum at frequencies slightly below the a-peak frequency. This
maximum was termed as “hump” [42, 43]. The increasing height of the “hump”
with decreasing temperature was interpreted as a signature for strongly correlated
dynamics of molecules close to the glass transition [42—44, 46]. Richert and cowork-
ers provided an alternative explanation for the “hump” based on the field dependence
of the entropy of the supercooled liquids [45]. Diezemann showed that a “hump” is
also predicted for the relaxation dynamics of independent molecules in an asym-
metric double-well potential, but not for the relaxation dynamics in a symmetric
double-well potential [47].

In order to compare the nonlinear permittivity spectra of supercooled
ionic liquids to those of supercooled molecular liquids, we subtracted
the third-order dc conductivity contribution, which reflects long-range




316 B. Roling et al.

Fig. 9 Third-order @) 1.0x10° 1,0x10°
ermittivity spectra of the ’ . .
p 1LY Spectr [C mim][NTf,]
monocationic liquid 00 l 0.0
[Comim][NTF] at U e ’
temperatures close to the T & A /./;i;g:, ’
glass transition temperature -1,0x10° [ }ég ,A'i,'_;f.’ o 193K 4-1,0x10”
(189 K): a Frequency " <><>’°§%5}:'A’,9 192K
dependence of the real and 2.0x10° o TE S o 19} K 1 2.0x10°
the imaginary part of the ’ b open: e,
corrected third-order . S solid:e’y o 5
permittivity coefficient, =3,0x107 S 1-30x10
3 3 . o
83,real and 83,imag,corr’ b N
Frequency dependence of the -4,0x107° — ; - . . -4,0x10°
3 2 -1 0 1 2 3
modulus |83| = log [v (H)]
og [v (Hz
2 2
&3 + (el
3,real 3,imag,corr ) * (b) 4’0,‘10-9
Reprinted from [24] with the .
permission of AIP I [Comim][NT£]
ishi 3,0x10°[ ®
Publishing s o 193K
2 oo 192K
_ oL 1 e -0 191K
- 2,0x10 LA% ’Qéﬂ o
® ; L
- & % sy
A
1,0x10°1 A
%4
"Qer@
0.0l *$638885000000000
-2 -1 0 1 2 3

log [v (Hz)]

ion transport, from the imaginary part of third-order permittivity [24]. Thus,

we define a corrected imaginary part of the third-order permittivity by agyimaggcm =

3

€3 imag — ag’,dc /(Bweop) and used this correct imaginary part to calculate the modulus

2
of the third-order permittivity |&3| = \/ (63 ) + (sg”imag — 03,4/ (3a)£o)) . In

Fig. 9a, b we show spectra of 83’@1, €3 imag,corr» AN }8%! for the monocationic liquid
[Cemim][NTf,] at temperatures close to the glass transition temperature 7'y = 189 K
[24]. As seen from Fig. 9b, a “hump” is clearly visible at 191 and 192 K. This hump
is caused by a pronounced minimum in the E;imaggcm spectra, which becomes more
pronounced with decreasing temperature, see Fig. 9a.

These experimental spectra were compared to model spectra for the relaxation
dynamics in asymmetric double-well potentials (ADWP) [24]. As already mentioned,
such model spectra do show a “hump” in the modulus of |8% | However, in ADPW,
the “hump” is caused by peaks in both the real part and the imaginary part of 3.
The height of both peaks increases with decreasing temperature. This is clearly at
variance with the experimental spectra. Based on these results we argue that both the
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real and the imaginary part of the third-order permittivity should be analyzed when
comparing experimental data with theoretical predictions.

In addition, the physical meaning of 8§Yimag’cm = 8§Yimag — 03 4o/ (Bwey), in the
case of ionic conductors should be considered in more detail. Even in the framework
of simple hopping models of non-dipolar ions, the quantity eg,imag,cm does not simply
reflect local hopping movements of the ions, but a nontrivial influence of the long-
range transport on this quantity was observed [48]. In addition, the ionic liquids
studied here consist of ions with nonzero dipole moments, so that reorientational
movements of the ions also contribute to eg,imag’con.

5 Summary and Conclusions

In this chapter, we have reviewed the classical Wien effects observed for diluted
strong and weak electrolyte solutions as well as the nonlinear ion transport properties
of inorganic glasses and polymer electrolytes. The classical Wien effects observed for
diluted electrolyte solutions have provided new insights into short-range and long-
range interactions and the resulting ion transport mechanisms. In the case of inorganic
glasses and polymer electrolytes, strong nonlinear ion transport effects have been
found, which are characterized by positive third-order dc conductivities 03 4. > 0
and by apparent jump distances in the range a,p, = 15—50 A. In the framework of
ion hopping models, such strong effects are only observed for disordered potential
landscapes with special features, in particular, for landscapes with a small number of
low-energy sites, from which trapped ions can be shuffled to high-energy sites by a
strong electric field. The mobile ions on the high-energy sites lead to a strong increase
of the ionic conductivity. Thus, the results of nonlinear conductivity measurements
put severe constraints on ion hopping models.

In the last 1015 years, a large number of nonlinear ac impedance measurements
over broad frequency ranges have been carried out. In these measurements, high
ac electric fields were applied, and the field dependence of the base-wave current
density and of higher harmonics in the current density were analyzed. We have
described experimental setups for carrying out such measurements on solid and liquid
electrolytes, and we have explained the derivation of higher-order conductivity and
permittivity spectra from these measurements.

Finally, we have presented recent results for the nonlinear ionic conductivity and
permittivity of supercooled ionic liquids. These are monocationic and dicationic lig-
uids. The nonlinear ionic conductivity of these liquids shows anomalous Wien effects,
which are clearly distinct from the classical Wien effects. In particular, “strong” ILs
show a much stronger nonlinear effect than classical strong electrolytes. In nonlinear
ac impedance measurements, this manifests in harmonic currents up to the seventh
order. We have also analyzed the third-order permittivity spectra of supercooled
ionic liquids after subtracting the third-order dc conductivity caused by long-range
ion transport. Like observed for molecular liquids, the modulus of the corrected third-
order permittivity, sg , close to the glass transition temperature shows a “hump”,
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which is caused by a pronounced minimum in the S;imagmn spectra. We show that
although asymmetric double-well potential (ADWP) models predict a hump in |€; ,
the origin of the hump in ADWP spectra is clearly distinct from the origin in the
experimental spectra. Consequently, further theoretical work is needed to understand
the origin of the “hump” for supercooled ionic liquids.
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Nonlinear Oscillatory Shear Mechanical m
Responses i

Kyu Hyun and Manfred Wilhelm

Abstract Mechanical dynamic oscillatory shear test is generally used to character-
ize and investigate mechanical properties of complex fluids or soft matters. Espe-
cially, small amplitude oscillatory shear (SAOS) tests are the canonical method for
probing the linear viscoelastic properties of complex fluids because of the firm the-
oretical background and the ease of implementing suitable test protocols. Material
functions of SAOS tests are analogous with dielectric functions from dielectric spec-
troscopy. However, recently nonlinear responses under large amplitude oscillatory
shear (LAOS) flows are also under the spotlight due to usefulness to character-
ize complex fluids. In this chapter, LAOS tests are reviewed. The key to successful
LAOS test is the analysis and fundamental understanding of the nonlinear mechanical
responses. To analyze nonlinear responses, there are several analyzing methods and
various nonlinear material functions suggested by several researchers. Among the
several methods available, FT (Fourier transform)-rheology is intensively reviewed.
Finally, several applications to investigate complex fluids (polymer melt and solu-
tion, polymer composite and blend, emulsion and block copolymer, and so on) are
introduced.

Keywords SAOS - LAOS - FT-rheology

1 Introduction

Rheology is the study of the relationship between mechanical deformation and stress
of materials. In this context, materials refer to “soft mater” or “complex fluids”. These
complex fluids possess mechanical properties that are intermediate between ordinary
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liquid and solids, e.g., polymer melts and solutions, block copolymers, biological
macromolecules, polyelectrolytes, surfactants, suspensions, emulsions and beyond
[1]. From an experimental point of view, deformation can generally be divided into
two categories: (1) shear flow and (2) extensional (or elongational) flow. These two
characteristic flows may be thought of as the classical flow used in rheological mea-
surements. Shear flow test can be further subdivided into steady and unsteady shear
test. From steady shear tests, well-defined material functions, i.e., viscosity, can be
measured. In unsteady shear tests, there are several kinds of test methods, e.g., shear
stress growth, shear stress decay, shear creep, step shear strain, dynamic oscillatory
shear tests, and so on [2]. Among unsteady shear flow tests, dynamic oscillatory shear
tests are well-known characterization method to investigate viscoelastic properties
of complex fluids [2]. Dynamic oscillatory shear tests are performed by subjecting a
material to a sinusoidal shear deformation and measuring the resulting mechanical
response as a function of time. Oscillatory shear input (y (f) = y sin wt, stress input
is also possible, however, the focus in this chapter would only be on the shear defor-
mation input) is very similar to oscillatory electric field input (E(¢) = E, sin wt) for
dielectric spectroscopy (see Fig. 1). Oscillatory shear tests can be divided into two
regimes. One regime is a linear viscoelastic response (small amplitude oscillatory
shear, SAOS), and the second regime is nonlinear material response (large amplitude
oscillatory shear, LAOS). As the applied amplitude (of strain or stress) is increased
from small to large at a fixed frequency, a transition between the linear and nonlinear
regimes can appear [3]. Figure 2 schematically illustrates an oscillatory strain sweep
testin which the frequency is fixed and the applied strain amplitude is varied. In Fig. 2,
the viscoelastic response is quantified by two material functions, namely, the elastic
storage modulus G'(w) and the viscous loss modulus G”(w). In the linear regime, the
strain amplitude is sufficiently small that both viscoelastic moduli are independent
of the strain amplitude and the oscillatory stress response is sinusoidal. The strain
amplitudes used in linear oscillatory shear tests are generally very small, often on the
order of yo A~ 1072 — 10! for homopolymer melts and polymer solutions. For some
dispersed systems (emulsions, suspensions, and polymer nanocomposite) or block
copolymer solutions, the linear regime is limited to even smaller strain amplitudes,
vo < 1072, With increasing strain amplitude, the nonlinear regime can appear beyond
SAOS. In the nonlinear regime, the storage or loss moduli are a function of strain
amplitude [G'(y¢) and G”(y ()] and the resulting periodic stress waveform becomes
distorted and deviates from a sinusoidal wave (see Fig. 2). This nonlinear regime
becomes apparent at larger strain amplitude; therefore, the nonlinear dynamic test is
typically referred to as large amplitude oscillatory shear (LAOS) test [3].

2 Small Amplitude Oscillatory Shear (SAOS)

As SAOS test assumes that the material response is in the linear regime within the
accuracy of the rheometer and therefore the material functions, e.g., storage mod-
ulus G’ and loss modulus G” as a function of frequency fully describe the material
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(a) Measuring Stress (b) Measuring Polarization

Sample

Dynamic oscillatory shear flow Oscillatory Electric field
P(H)= pgsin wt E(t)=Esin wt

Fig. 1 Schematic illustration of a mechanical oscillatory shear measurement and b dielectric mea-
surements. Other geometries are also used for both measurements. Just for comparison purposes,
parallel disk types are introduced for both cases

response. Since linear viscoelasticity is based on a rigorous theoretical foundation
[1, 2, 4-7], SAOS tests provide very useful and convenient the rheological charac-
terization of complex fluids or soft materials.

The sinusoidal shear strain (or shear strain rate) is applied to complex fluid as
follows:

y(t) = ypsinwt or y(t) = wyy cos wt. (1)

Here, yy is strain amplitude and w is the angular frequency. The strain amplitude
refers to the absolute deformation normalized to the distance between the gaps (see
Fig. 1a). When the strain amplitude is small enough (we discuss later about the degree
of “small” amplitude in Sect. 4.5), the linear response of complex fluids to this input
deformation is between ideal viscous and elastic behavior as follows:

o(t) = og sin (wt + 5), 2)

where ¢ is phase angle, i.e., § is 0° for pure elastic solid and 90° for viscous liquids,
and § of viscoelastic materials show between 0° and 90°. From simple mathematical
calculation,

o(t) = og sin (wt + 5)
= 0y (sin wt cosé + cos wt sin §)

= (09 cos §) sin wt + (op sin §) cos wt 3)

By splitting up the shear stress in this way, we see that there is a portion of the
stress wave that is in phase with the imposed shear strain (i.e., proportional to sinwt;
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Fig. 2 Schematic illustration of the strain sweep test at a fixed frequency. This sweep test can be
used for determining the linear and nonlinear viscoelastic region. In the linear region, the storage
(G') and loss (G”) modulus are independent of the applied strain amplitude at a fixed frequency,
and the resulting stress is a sinusoidal wave. However, in the nonlinear region, the storage and loss
moduli become a function of the strain amplitude [G'(y o) and G”(y¢)] at a fixed frequency, and the
resulting stress waveforms are distorted from sinusoidal waves. In the linear region, the oscillatory
shear test is called SAOS (small amplitude oscillatory shear), and the application of LAOS (large
amplitude oscillatory shear) results in a nonlinear material response. Reproduced by permission of
Hyun et al. [3], copyright (2011) of Elsevier

Hooke’s law of elasticity) and a portion of the stress wave that is in phase with the

imposed shear strain rate (proportional to coswt; Newton’s law for viscosity). Thus,

the SAOS tests are ideal for probing viscoelastic materials, defined as materials that

show both viscous and elastic properties [2]. The material functions for SAOS are the

storage modulus G’'(w) and the loss modulus G”(w), and they are defined as follows:
o(t) opcoss . 09 Sin §

= —— sInwf + ——— coSs wt
Y0 Yo Y0 . 4

= G’ sinwt + G” cos wt
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(a) Solid-like (b) liquid-like

Log G'and G”
Q
Log G and G

.
G~ !

Log Frequency Log Frequency

Fig. 3 The storage and loss modus for a solid-like materials and b liquid-like materials

The storage modulus G’ represent “solid-like” behavior and loss modulus G” repre-
sent “liquid-like” behavior. Figure 3 shows the typical frequency-dependent storage
and loss modulus. For the “solid-like” fluid, G’ 3> G”, and G’ is nearly frequency
independent (Fig. 3a). For the “liquid-like” fluid, the storage modulus is much smaller
than loss modulus, and they scale at low frequency, G’ & w? and G”  w’, respec-
tively (Fig. 3b) [1]. This behavior can be described by a Maxwell constitutive model.
It is a mechanical model in which a Hookean spring and a Newtonian dashpot are
connected in series.

Figure 4 shows schematically the storage and loss modulus for linear homopoly-
mer melts with entanglements. At low-frequency region, polymer melts behavior
like liquid (G’ is smaller than G”, G’ o w?, and G” o w'). The low-frequency region
called terminal zone. With increasing frequency, G’ become larger, cross over G”
and then larger than G”. The quantity G’ displays a plateau due to entanglements and
minimum is observed in G”. The modulus level of the G plateau, called the rubbery
plateau, is also known as the plateau modulus G?V having a typical value of about
10°-10° Pa. It is inversely proportional to the molecular weight between entangle-
ments (M.) and the breadth of the rubbery plateau is proportional to the molecular
weight. At high frequency, all homopolymers show a glassy modulus (glassy region)
of typically 1-3 GPa [2].

2.1 Complex Notation

An alternative way of expressing a periodic function is to use a complex notation.
Applied sinusoidal strain can be written as y(t) = y exp(iwt), and the complex
modulus is defined as follows:

G*(w) =G +iG", ®)
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Fig. 4 The storage and loss modus as a function of frequency for linear homopolymer melt with
entanglements (Polystyrene M, = 460 kg/mol) at reference temperature 160 °C. The data obtained
with several geometries and various temperatures. The data is shifted with time-temperature super-
position (TTS) principle

where G’ and G” have the same definitions before. The complex viscosity n*(w) and
the complex compliance J*(w) are defined as follows:

G*

()= — =n'(w) —in"(w), (6)
LW

J*(w) = é = J(0) —iJ" (). (7)

Using the complex notation, we see that the material functions in SAOS are defined
analogously to other shear material functions. The complex viscosity is the ratio
of shear stress to shear rate, complex modulus is the ratio of shear stress to shear
strain, and complex compliance is the ratio of shear strain to shear stress [2]. The
magnitudes of complex quantities are found by multiplying a complex number by
its complex conjugate and taking the square root

|G*| = VG2 + G ®)

This complex notation is very similar to the dielectric function. In an applied periodic
electric field as E(t) = Egexp (iwt), the complex dielectric function &“(w) and the
complex electric modulus M (w) are defined as follows [8]:

e*(w) = &'(w) —ie’(w), 9

M*w) = — = M (®) +iM'(w), (10)

&
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where &’(w) is proportional to the energy stored reversibly in the system per period
and the imaginary part ¢”(w) is proportional to the energy which is dissipated per
period. The definition of linear rheological functions and dielectric functions has
similarity.

2.2 Boltzmann Superposition Principle

Strain is presumed to be a linear function of stress, so the total effect of applying
several stresses is the sum of the effects of applying each one separately. Ludwig
Boltzmann generalized this to give the response to a continuously varying shear
deformation,

t t

o (t) szooG(t_t/)dy (Y= S G(t—1)y(t)dr, (11)

—00

where dy (t’) is the shear strain that occurs between ¢’ and d’, and y is the shear
rate during this period, G(#) is the relaxation modulus. Equation (11) is the special
form of the Boltzmann superposition principle for simple shearing deformations.
The Boltzmann superposition principle is valid for very small deformations, but it is
also valid for a very slow deformation, even if it is large [9].

In Eq. (11), we can apply sinusoidal shear strain rate (Eq. 1),

o0

o(t) = / G (s) yow cos ([t —s])ds withs =1 — 1
0
= a)/ G (s)sin (ws) d | sin (wt) + yo a)/ G (s) cos (ws)ds | cos (wt) .
0 0

(12)

From previous definitions, we can calculate storage and loss modulus from the relax-
ation modulus as follows:

G = a)ofo G (s)sin (ws)ds and G = o Ofo G (s) cos (ws) ds. (13)
0 0

A primitive and simple model to describe viscoelastic behavior of materials is the
Maxwell model, the relaxation modulus of Maxwell modelis G () = G‘])\, exp (—t/1)
where G(,)\, is the plateau modulus and t is relaxation time. Applied this modulus in
Eq. (13),

, G} ()’ , G (w1)

= = ) 14
1+ (w1)? 1+ (w1)? (14
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Table 1 The comparison between dielectric and oscillatory shear measurements

Dielectric test Oscillatory shear test
Input E(t) = Egsin wt or y(t) = yosin wt or
E(t) = Eoexp(i wt) y (1) = yoexp(i wt)
Response Polarization, P Stress, o
Material functions &' (w), &', and &" J¥(w), ), and J”
orM*(w), M’, and M” or G*(w), G', and G’
Simple relaxation model Debye model with single Maxwell model with single
relaxation time (tp) relaxation time (1)
’ _ _ Ag ’_ G?V(wf)z
& (@) — 800 = 1+(wtp)? T I+’
é‘// — Ae(wtp) " _ G?\,(wt)
1+(a)'[1;.)2 1+(oo'[)2

Ae = g5 — &0 18 the dielectric G(z)v is plateau modulus
relaxation strength

Nonlinear response (see X3, X5 ... higher order I3, Is,... higher harmonic
Sect. 3) susceptibilities intensities
(odd contributions due to (odd contributions due to
P[-E()] = —P[E®D ol-y®]=—oly®D

The two limiting types of behavior are separated by the intermediate crossover
region where the system can be regarded typically as viscoelastic. The point at which
G’ and G” cross each other determines the place which is related to the relaxation
time of the structural units constituting the system (t = 1/w).

In dielectric spectroscopy, the Debye relaxation equation has a similarity (single
exponential relaxation with a relaxation time, tp) and it can be used to calculate
dielectric functions as follows [8]:

Aeg

& (w) — 6o = ————— and =
(@) = £oq 1+ (wtp)? 1+ (wtp)?

, _ Ag(wtp) (15)

where Ae = g; — e is the dielectric relaxation strength. The Debye relaxation
time tp is related to the maximum of ¢” similar to the Maxwell relaxation time . In
Table 1, the linear rheological material functions under dynamics oscillatory shear
and dielectric functions are compared and summarized.

As mentioned above, SAOS tests are the canonical method for probing the linear
viscoelastic properties of complex fluids because of the firm theoretical background
and the ease of implementing suitable test protocols. Linear viscoelastic properties
are well related with theoretical background. Linear viscoelastic properties have a
resemblance to dielectric properties. However, in most processing operations the
deformations can be large and rapid, therefore, it is necessary to investigate nonlin-
ear material properties that control the system response. Nonlinear response under
oscillatory shear can give other material characteristic difference with linear vis-
coelasticity from SAOS test [3].
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3 Large Amplitude Oscillatory Shear (LAOS)

It was noted that linear viscoelastic behavior is observed only in deformations that
are very small (e.g., yo < 0.01 for polymer melts) or very slow. The response of a
complex fluid to large, rapid deformations is very often nonlinear, which means that
viscosity (or modulus) is not a constant any more but the stress response depends on
the magnitude, the rate, and the kinematics of the deformation. Thus, the Boltzmann
superposition principle is no longer valid, and consequently nonlinear viscoelastic
behavior cannot be predicted from linear properties. There exists no general model,
i.e., no universal constitutive equation or rheological equation of state that describes
all nonlinear behavior [9]. As strain amplitude become large in dynamic oscillatory
shear flow, the stress response also transfers from linear to nonlinear regime. It means
that stress data should be function of deformation (strain or strain rate). Therefore,
nonlinear response can be explained by polynomial or Taylor expansion with respect
to the shear strain and strain rate:

o)=Yy Ciy' . (16)

i=0 j=0

Here, C;; are mathematical constants for expansion of nonlinear stress. But these
values are related with material functions at the nonlinear regime. A similar expansion
is used to describe nonlinear optics [10]. Nonlinear responses, on the other hand,
are well known for the electromagnetic case at much higher, optical frequencies.
The stronger electric fields during intense laser irradiation can lead to nonlinear
aspects involving optical second and third harmonic generation. The emitted optical
radiation of a molecule is directly proportional to the polarization P of a sample.
The polarization P can be expressed in a Taylor series with respect to the applied
oscillatory E-field (E(f) = Eysin wt) as follows:

P=x1E+x2E*+ 3E>+---. (17)
X X X

where %1, X2, X3, ... are higher order susceptibilities. If electric field strengths are
higher than 10® V/m, nonlinear effects may take place like Eq. (17) [8]. In Eq. (16),
we put applied oscillatory shear strain and strain rate in Eq. (2). The stress response of
viscoelastic material is typically independent of the shear direction, i.e., it is assumed
that the sign of the shear stress changes as the sign of shearing changes, and therefore,
the shear stress must be an odd function of the direction of shearing deformations
(o[—=y @), —y(t)] = —o[y (@), y()]). Therefore, we may write the shear stress as a
function of the odd higher order terms in the nonlinear regime as follows:

P
o(t)= Z Z ¥y [apq sinqot + b,y cos gt ], (18)
p,odd g,odd
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o(t) = yp [a1 sinwt + byj cos wt] + y03 [as; sin wt + b3y cos wt (19)
+ as3 sin 3ot + bz cos 3wt] + O () + - - - '

where a;; = G'(w) and b;; = G”(w) in the linear regime. Under these assumptions,
therefore, the shear stress waveform contains only odd higher harmonic contributions
for LAOS (large strain amplitude oscillatory shear) deformations. The polarization P
also must be odd function of electric field (P[—E(¢)] = — P[E(#)]), thus odd higher
contributions in nonlinear electric field (P = x, E + x3E> + xsE> + - - -. The coeffi-
cients x are called higher order susceptibilities) [8]. By contrast, the normal stress
differences do not change sign if the shearing direction changes. This means that the
normal stress differences must be exclusively even functions of shear deformations
(i.e., Nia[—y (@), —y(@®)] = Ni2[y(@), y()], where N, denotes either the first or
second normal stress difference). Thus, the normal stress differences measured under
LAOS deformations have only even higher terms of the excitation frequency. Fol-
lowing from Eq. (18), a different notation is also possible for the nonlinear stress,
written in terms of amplitude and phase angle. The total nonlinear viscoelastic stress
can be expanded as a linear viscoelastic stress characterized by a stress amplitude
and phase shift plus the odd higher harmonic contributions (higher stress amplitude
and phase shift), consequently, the stress can be represented as

o ([) = Z oy, sin(na)t +5l‘1)7 (20)
n=1,odd

where the harmonic magnitude o ,(w, y) and the phase angle §,(®, yp) depend on
both the strain amplitude y( and the excitation frequency w. This Eq. (20) clari-
fies the starting point of “Fourier transform” rheology (FT-rheology) [3]. Note that
Egs. (18) and (20) describe the same nonlinear phenomena using different mathemat-
ical descriptions. Giacomin and Dealy [11] referred to Eq. (18) as a power series and
Eq. (20) as a Fourier series. One can rewrite each Fourier component from Eq. (20) as
components which are in-phase and out-of-phase with the strain input, and factoring
out the strain amplitude (y ) define a set of nonlinear viscoelastic moduli [11]:

o) =y Z [G)(w, yo)sin(nwt) + G (@, yo) cos(nwt)]. (21)
n,odd

Equation (18) can be rewritten as

o)=Y ¥ [Gpu(@sintmer) + G}, () cos(mat)] , (22)

n,odd m,odd

which nicely separates the strain dependence from the frequency dependence, there-
fore being distinct from Eq. (21). Giacomin and Dealy [11] reported that the terms
of this power series are not simply related to those of the Fourier series. However,
either mathematical description can be used to argue for a leading order nonlinear
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coefficient. The complex mathematics is one of the reasons why there are many ways
to interpret the complex nonlinear response under dynamic oscillatory shear.

3.1 G'(yp) and G"(yy)

As mentioned in the introduction, LAOS tests are typically applied as a strain ampli-
tude sweep at fixed frequency (see Fig. 2). The storage modulus G’ and the loss
modulus G” are strictly defined only in the linear viscoelastic regime, and there-
fore, their values at large strain amplitude may have ambiguous physical meaning.
However, the measurements of G’ (y() and G” (yy) at a fixed frequency can pro-
vide meaningful information. The generic notation G’ and G” will refer to the first
harmonic moduli G’y and G” [Eq. (21)] which is the most common option for calcu-
lating viscoelastic moduli from a non-sinusoidal response and is the typical output of
commercial rheometer software. Before quantifying the non-sinusoidal waveforms of
LAQOS stress responses, we first discuss the interpretation of the amplitude-dependent
leading order description of a nonlinear response, i.e., G'(yo) and G”(y). Typical
LAOS studies include the results of G'(yy) and G”(yy) since this information can
be obtained from commercial rheometers even when raw oscillatory data is unavail-
able. The higher harmonic contributions, e.g., third harmonic contribution /(3w) at
3w, describing the extent of distortion away from a linear sinusoidal stress response
are normally not large if compared with the amplitude of the first harmonic (typ-
ically I(3w)/I(w) < 20%). Therefore, the moduli obtained from the first harmonic
via Fourier transform analysis are relevant for a leading order description of the
viscoelastic properties.

Equating the representation of Fourier series [Eq. (21)] and power series [Eq. (22)],
the first harmonic contribution can be calculated as

Istterm =[G, 10 + G5, 15 + O(vg) + - - Isinwt +[GY,y0 + G175 + O(5) + - - -] cos wr
= G (w, yo) sinwt + G (w, yo) cos wt '

(23)

which shows that G; (w,yo) and G;” (w,yp) consist of odd polynomials of the
strain amplitude (yy) with nonlinear coefficients of frequency (w). Therefore, we can
observe the LAOS behavior of the first term as a function of strain amplitude at a fixed
frequency. The nonlinear coefficients from the power series [e.g., G;;'(®), G3;'(w),

. and G;;"(w), G3;,”(w), ...] in Eq. (23) determine the leading order amplitude
dependence of G;'(yg) and G;”(yo). The relaxation processes which represent the
viscoelasticity of the materials are connected with the nonlinear coefficients that
are only a function of frequency [G},'(w), G3;' (®w), ... and G;;"(w), G3;"(w), ...].
Wyss et al. [12] introduced a technique called strain rate frequency superposition
(SRFS) for probing the nonlinear structural relaxation of metastable soft materials.
However, the SRFS is a controversial method due to the fact that it significantly
overestimates the rate of terminal relaxation and failure of the Kramers—Kronig
relations. Additionally, the SRFS master curves only plot the first harmonic of the
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Fig. 5 The four archetypes of LAOS behavior as outlined by Hyun et al. [14]: a strain thinning, b
strain hardening, ¢ weak strain overshoot, and d strong strain overshoot. Reproduced by permission
of Hyun et al. [14], copyright (2002) of Elsevier

storage modulus G;’ and the loss modulus G,” from the nonlinear stress data [13].
That is the reason why we carefully investigated nonlinear stress under LAOS flow.
Nonetheless, the leading order LAOS behavior is very useful to characterize complex
fluids. Hyun et al. [ 14] observed that the leading order LAOS behavior [G'(yo) and G”
(Yo)] of complex fluids could be classified by at least four types of strain amplitude
dependence: type I, strain thinning (G" and G” decreasing); type II, strain hardening
(G’ and G” increasing); type III, weak strain overshoot (G’ decreasing, G” increasing
followed by decreasing); and type IV, strong strain overshoot (G’ and G” increasing
followed by decreasing). The four types of LAOS behavior are schematically shown
inFig. 5 and Hyun et al. [14] documented each class of LAOS behavior from different
complex fluids with different microstructures.

3.2 Nonlinear Stress Curve

The viscoelastic moduli G’ (yo) and G” (y) provide only a leading order character-
ization of a material (i.e., the first harmonic contribution). Higher order contributions,
and nonlinear stress waveforms, can be used to further distinguish and investigate
viscoelastic materials. Figure 6 shows an example of how the raw oscillatory stress
waveforms can distinguish two commercial polypropylene (PP) melts: one with a
linear polymer chain topology and the other consisting of branched polymer chains
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Fig. 6 The viscoelastic moduli G'(yg) and G” (yo) at w = 1 rad/s and T = 180 °C for two different
polypropylene (PP) samples are shown: a linear PP and b branched PP. Both linear PP and branched
PP display LAOS type I behavior (strain thinning). However, the stress waveform shapes of the
linear PP and branched PP samples are different. ¢ The oscillatory stress for linear and branched
PP at strain amplitude, yo = 7.19. Both stress shapes are distorted from a single sinusoidal shape.
d Magnified view of the stress data: linear PP displays a “forward tilted stress” shape whereas the
branched PP displays a “backward tilted stress” shape [16]. This difference in the shape of the
waveform corresponds to different polymer topology, i.e., linear versus branched chain structure
[15]. Reproduced by permission of Hyun et al. [3], copyright (2002) of Elsevier

[15]. Both linear and branched PP display strain thinning behavior when represented
simply in terms of G'(yg) and G” (yy), i.e., LAOS type I (Fig. 6a and b). However,
the nonlinear stress waveforms of the molten linear PP and branched PP samples
are different (Fig. 6¢c and d). The linear PP melt displays a “forward tilted stress”
shape whereas the branched PP melt displays a “backward tilted stress” shape [15,
16]. The “forward tilted stress” shape was observed in the case of polymer melts and
solutions with a linear chain structure whereas the “backward tilted stress” shape was
observed for suspensions and polymer melts with branched chains [16]. From this
simple example, it is clear that analyzing the shape of the nonlinear stress response
provides more structural insight than simply considering the leading order charac-
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(e) Polypropylene (PP) melt (f) Polystyrene (PS) melt

Fig. 7 Stress curves (@) and applied strain curves (—) as a function of time for various complex
fluids at large strain amplitude and frequency 1 rad/s. a Xanthan gum 4 wt% aqueous solution at
strain amplitude y¢ = 10. b Hyaluronic acid 1% aqueous solution at strain amplitude yo = 7.2. ¢
Soft gel of PEO-PPO-PEOQ triblock 20 wt% aqueous solution at strain amplitude y ¢ = 10. d Hard gel
of PEO-PPO-PEO triblock 20% aqueous solution at strain amplitude y ¢ = 4. e Polypropylene (PP)
melt at strain amplitude o = 10. f Polystyrene (PS) melt at strain amplitude y ¢ = 10. Reproduced
by permission of Hyun et al. [3], copyright (2002) of Elsevier

terization G’ (yp) and G” (). This is because the moduli G'(yg) and G” (y,) reflect
only the first harmonic contribution from Eqs. (21) and (22). Of course, a wide array
of waveform shapes can be observed with LAOS.

Experimental examples of LAOS shear stress responses are now described and
shown in Fig. 7. Many classes of complex fluids exhibit nonlinear and distorted
stress waveforms under LAOS, for example: polymer melts, polymer blends, poly-
mer solutions, block copolymer solutions, block copolymer melts, suspensions, ER
materials, MR (magnetorheological) fluids, biological materials, wormlike micelle
solutions, and food products [3]. In Fig. 7, several distorted, non-sinusoidal shear
stress waveforms are shown as a function of time for different complex fluids under
LAOS, including polymer and block copolymer solutions and polymer melts. A rep-
resentation of the data that is more amenable to rapid qualitative evaluation is the
use of a closed loop plot of stress versus strain (Lissajous curves) or stress versus the
rate of strain [7]. The Lissajous curves (stress vs. strain) of various complex fluids
subjected to LAOS with a range of strain amplitudes are also displayed in Fig. 8.

From an experimental point of view, the aim of nonlinear oscillatory experiments
is to investigate the progressive evolution of the nonlinear response with increas-
ing deformation and to quantify the nonlinear material functions that characterize
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Fig. 8 The Lissajous curves [stress (y axis) versus strain (x axis)] (@) of various complex fluids,
arranged from small strain amplitude to large strain amplitude at a fixed frequency, 1 rad/s a xanthan
gum 4% aqueous solution, b hyaluronic acid 1% aqueous solution, ¢ soft gel of PEO-PPO-PEO
triblock 20% aqueous solution, and d hard gel of PEO-PPO-PEO triblock 20% aqueous solution.
Reproduced by permission of Hyun et al. [3], copyright (2012) of Elsevier

the material nonlinearity. Furthermore, it is desirable to correlate these nonlinear
functions with physical changes in the microstructure or polymer topology. The
descriptions of Gy’ (yo) and G” (yg) presented so far have focused only on the
evolution in the first harmonic terms and are thus the simplest quantitative method.
However, such rankings discard information about the nonlinear stress shape which
arises from the higher order odd harmonic terms, for example, the third harmonic
contribution. Therefore, several quantitative methods have been proposed for analyz-
ing non-sinusoidal waveforms of shear stresses. For example, (1) Fourier transform
[10] (2) decomposition into characteristic waveforms [17] (3) generalized “storage”
and “loss” modulus when decomposing the nonlinear stress data [18] (4) Chebyshev
polynomials using decomposing stress data [19] and further development of Cheby-
shev polynomials by Yu et al. [20]. These quantitative methods are well summarized
by Hyun et al. [3]. In this chapter, FT-rheology will be reviewed among the several
methods.
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4 FT-Rheology

4.1 Transform from Time to Frequency Domain

A Fourier transformation (FT) represents the inherent periodic contributions of a
time-dependent signal and displays the corresponding amplitudes and phases (or real
and imaginary part) as a function of frequency. The experimental setup for a high-
performance FT-rheology experiment is based on the modification and extension
of a commercial strain-controlled rheometer. In these parallel configurations, the
absolute values of the rheometer output signals must be calibrated with respect to
the magnitude, phase, and frequency behavior and must also capture the nonlinear
contributions introduced by the instrument itself [10]. To avoid such calibration
issues, the signal can be normalized to the fundamental frequency, which changes
the absolute intensity (an extensive, additive quantity) to a relative intensity (an
intensive, nonadditive quantity). The relative intensity is much less vulnerable to non-
systematic errors. The reproducibility has been tested and reported to be typically in
the range of 0.1% for the intensity of the higher harmonics relative to the intensity
of the response at the fundamental frequency 1,/1;.

A typical FT-rheology spectrum is shown in Fig. 9 (nonlinear stress curve and
FT-spectrum). With such a large signal-to-noise ratio, FT-rheology can detect very
low levels of nonlinearity in the FT-spectrum. For example, from Fig. 9b, the time-
dependent stress curve at an excitation frequency of w; = 1 rad/s and a strain ampli-
tude of yy = 0.37 appears as a single sinusoid. However, a substantial peak in the
Fourier spectra at 3m; can be quantified even at this small intensity (/3/; < 1072).
High-performance FT-rheology setups not only have a high sensitivity with respect
to the signal-to-noise ratio, but can also quantify the system response up to very high
multiples of the input signal. Currently, spectra have been recorded spanning up to
the 289th harmonic for beer foam (Fig. 10) [21]. Obviously, such a large amount of
higher harmonic contributions can lead to a rather complex interpretation. Among
the higher harmonics, the relative intensity of the third harmonic [/3,; = I(3w)/l(w),
where w is the excitation frequency] is generally the most intense.

4.2 Even Harmonics Within the Shear Stress

As discussed in Sect. 3, only odd harmonics of shear stress are expected for typical
and idealized material responses to LAOS. However, even harmonics can be observed
experimentally, e.g., Figure 9 shows the small peaks in the even higher harmonics
of the Fourier transformed shear stress. These even harmonics are relatively small
compared with the odd higher harmonics. The occurrence of even higher harmonics
within the shear stress in the response signal is often considered as an experimental
artifact and the peaks are neglected [22].
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Fig. 9 The stress curve and FT-spectrum of Hyaluronic acid 1% aqueous solution at frequency, w1
= 1 rad/s. a Normalized stress and FT-spectrum at strain amplitude y ¢ = 10. A non-sinusoidal shape
is observed, and the FT-method quantifies the extent of the nonlinear response via the magnitude
(and phase) of the odd higher harmonics. b Normalized stress and FT-spectrum at a strain amplitude
yo = 0.37, which corresponds to intermediate strain amplitude. To a naked eye, the time-dependent
stress is similar to a perfect sinusoid. However, the presence of a third harmonic is clearly shown
by the Fourier spectra. Reproduced by permission of Hyun et al. [3], copyright (2012) of Elsevier

However, even harmonics can be reproducibly generated and quantified using the
FT-rheology technique [17]. Wall slip is expected to be one of the main reasons for
the occurrence of even harmonic contributions [23-28]. Wilhelm et al. [29] explained
the appearance of even harmonics arising from a time-dependent memory effect or
a nonlinear elastic contribution in the system. Yosick et al. [30] reported that inertia
does not create even harmonics using the upper convected Maxwell (UCM) model
supplemented with a kinetic rate equation. Mas and Magnin [31] have argued that a
finite yield stress can also be a reason for the occurrence of even harmonics. Yu et al.
[20] report that the yield stress is not a sufficient condition to cause even harmonics
from the Bingham model even though they observed some even harmonic contribu-
tions at the lower limits of their experimental resolution. As we have noted above,
it is difficult to accurately measure the relatively small even harmonic contributions
compared with the high intensity odd harmonic contributions to the shear stress.
For completeness, we note that the Fourier spectrum of the strain only (for a strain-
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Fig. 10 LAOS measurements on acommercial w/o-emulsion with method A. a Measurement of the
frequency spectrum with the ARES G1 yielded a maximum of 147 higher harmonics. b Comparative
measurement to (a) with the more sensitive ARES G2 as specified by the manufacturer, method B.
The excitation frequency is 0.1 Hz, and the strain amplitude yo = 870. The cone-plate geometry
spanned 50 mm in diameter. The sampling rate was 50 points/s, and the shear stress was recorded over
10 cycles. The number of maximum higher harmonics was increased from 147 to 189 overtones. In c,
the new record of higher harmonics was measured with the ARES G2. Here, the strain amplitude was
maximized to yo = 3000 in absolute values resulting in 289 overtones. Reproduced by permission
of Reinheimer et al. [21], copyright (2012) of Oldenbourg Wissenschaftsverlag, Miinchen

controlled test) should not show higher harmonic contributions. However, there are
always technical limits to producing perfect sinusoidal signals [32]. These defects
which come from non-sinusoidal strain can affect the stress curve itself. Therefore,
imperfect excitation can also create even higher harmonics.

We conclude that analysis of even harmonics in the shear stress can give some
additional information for microstructured materials (e.g., orientation) or macro-
scopic changes in materials but care must be taken to avoid systematic experimental
artifacts (e.g., fluid inertia, imperfect excitation, or misalignment). For example,
defects in polymer solid sample during fatigue test could make anisotropic behavior.
As a result, even harmonics can develop. Hirschberg et al. [33] investigated fatigue
behavior of polystyrene (PS) and concluded the normalized second harmonic [/
= I2w)/I(w), where w is the excitation frequency] is sensitive toward the appear-
ance of a crack. This might open up to use this technique from the original purpose
to quantify molecular nonlinearities in polymer melts toward solid polymer fatigue
testing as a structural nonlinearity.

4.3 Nonlinear Quantitative Coefficient, Q from FT-Rheology

If a strain sweep is performed at a fixed frequency, two main regimes can generally be
observed. One is the linear regime at small amplitude (SAOS, small amplitude oscil-
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latory shear) in which the rheological properties do not depend on the strain ampli-
tude—at least not in an observable way. This is followed by a nonlinear regime in
which viscoelastic properties depend systematically on the strain amplitude (LAOS,
large amplitude oscillatory shear) (see also Fig. 2). Hyun et al. [34] subdivided the
nonlinear region into two subregions: MAOS (medium amplitude oscillatory shear)
and LAOS. MAOS is defined as an intermediate region (between SAOS and LAOS),
where a particular scaling behavior is observed for the intensity of third harmonic
contribution as a function of strain amplitude. From the series expansions discussed
before, the Fourier intensities of the n-th harmonics grow with the corresponding odd
powers of the strain amplitude (I, o< yy',n = 1, 3, 5 ...) in the small and interme-
diate strain amplitude range, e.g., Equation (22) (note that each of decomposed sine
and cosine components, G',,,, and G”,,,,, also scale according to odd powers of the
strain amplitude). Therefore, the total intensity of the third harmonic normalized by
the first harmonic should be expected to initially scale quadratically with the strain
amplitude (13,1 = I3/1 < y3/vy = v )- This quadratic relation at the MAOS
region was observed from the experiment and simulation results. Thus, Hyun et al.
[35] proposed a new nonlinear coefficient Q, defined as

0 =Ly /v (24)

By convention, the absolute strain amplitude value is used in Eq. (24), not the %
strain amplitude. This new nonlinear coefficient provides insight into how a material
response develops and transitions from the linear to nonlinear regime. This new non-
linear material coefficient Q(w, y) characterizes FT-rheology and will be a function
of both strain amplitude (y ) and frequency (w). This parameter might be seen in
analogy to the nonlinear optical susceptibility. We can define the nonlinear zero-
strain value, Qp, as the asymptotic limiting constant value achieved at low strain
amplitude,

Qo(w) = ylniino Q(@, yo). (25)

Using this coefficient Qy, we can quantify the intrinsic nonlinearity of complex fluids
as a function of frequency.

As already mentioned the underlying mathematics of oscillatory shear deforma-
tion is very similar to dielectric spectroscopy in which a sinusoidal electric field
is applied and the resulting current is quantified with respect to the dielectric stor-
age ¢’ and loss ¢”. Increasing the magnitude of the electric field leads to detectable
dielectric nonlinearities as quantified via higher order susceptibilities. These sus-
ceptibilities are material constants independent of the electric field. The rheological
nonlinear coefficient Q is analogous to the nonlinear dielectric coefficient x5 [10].
As is the case for the nonlinear optical coefficients, the Q coefficient does not vanish
but rather approaches a constant value in the limit of zero-strain amplitude. Conse-
quently, this material coefficient reflects the inherent and normalized leading order
nonlinear mechanical properties of the material under investigation.
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The meaning of the nonlinear coefficient Q can be explored mathematically using
the Fourier series [Eq. (20)] and power series [Eq. (22)] with odd higher terms. As
a modification to Eq. (20), the shear stress under nonlinear oscillatory shear from
FT-rheology can be written as

o(t) = o sin(wt + 81) + o3 sin(Bwt + §3) + - - -

= 01 €08 81 Sin wt + o7 sin 8] cos wt + 03 cos 83 sin 3wt + 03 sin 83 cos 3wt + - - -
(26)

From the above equation, we can calculate the relative intensity of third harmonic
from FT-rheology as

I 03 +/(03c0s83)? + (03 5in 83)

Ly=—= = . 27
/ L o1 J(o1cos8))? + (o) sind;)?
For the power series [Eq. (22)] of the shear stress waveform,
Istnonlinearterm = [G, o + G5, y03 + O()/OS) +...]sinwt
+[GYy0+ G5,y + O(y3) + - - -] cos wt (28)
3rdnonlinearterm = [G}; ¥ + G530 + O(yg) + - - -] sin 3wt
+ [Gy8 + GLyy + O(yy) + - - -] cos 3wt (29)

These two distinct representations [i.e., Fourier series from Eq. (20) and power series
from Eq. (22)] describe the same nonlinear phenomena; therefore, we can define new
nonlinear material function Q coefficient by inserting Eqgs. (27) and (28) into (26),

L _ \/(G33V03 +Goyyy + P+ (Ghyg +Glhyg + )7
L \/(G/“yOJrGé‘y(?+"')2+(G’1’1V0+G’3’1y§+---)2
\/G%Vg +GRye+oud) -
"~ Jorri o+ 0
_JGaraar o0

JGR+GRr0G) . 1

(30)

= 0w, %) v

In the limit of the small strain amplitudes, we thus obtain the zero-strain nonlin-
earity, Qo(w)
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JGA+GR+007)
Qo) = lim Q(w, yo) = lim
n W*JGﬁ+Gﬁ+0m@m

= G5 (@) + GH() _ |G§3(w)|
G2 (@) +Gw) |Gn@)

From Eq. (31), it can be seen that Qy(w) is the normalized third nonlinear complex
modulus (third nonlinear term) divided by the linear complex modulus (first nonlinear
term). The magnitude of this intrinsic nonlinearity can be evaluated for any complex
fluid, as with any other rheological properties. Ironically, Q¢(w) is measured by
LAOS test; however, this value is not a function of strain amplitude but a function
of frequency. Thus, this new nonlinear material functions Qy(w) can be used to
investigate relaxation process such as dielectric material functions.

€29

4.4 Qg from Various Constitutive Equations

Nonlinear stress behavior can be predicted by numerical simulation using various
constitutive equations, but it is not easy to obtain analytical solutions by constitu-
tive equations. However, Qg can be calculated analytically with various constitutive
equations. In Table 2, a variety of Q obtained from various constitutive equations are
summarized. From all the results, it is observed Qy ox w? at limiting low frequency.
The scaling law (Qp o ® at limiting high frequency depends on constitutive equa-
tions, i.e., k = —1.0 for the Pom—Pom model [36] and Giesekus model [37], k = 0
for the rigid dumbbell model [38], DE IA [39], MSF [40, 41], corotational Maxwell
model [42], and k = 1.0 for the White—Metzner model [43]. From experimental
observations, Cziep et al. [44] founded k = —0.35 for various monodisperse linear
homopolymer melts, and Song et al. [45] observed k = O for diluted monodisperse
polystyrene (PS) solutions and k& = —0.23 for concentrated PS solutions and PS
melts. Figure 11 shows Qg as a function of De (= wt, t is relaxation time, Debora
number) with various constitutive equations. From a variety of Q calculated with the
aid of several constitutive equations which represent various non-Newtonian fluids,
Qo can be a good candidate for nonlinear material functions to characterize various
complex fluids.

4.5 Definition of ‘“Small” Strain Amplitude for a Linear
Regime

The higher harmonic contributions in LAOS emerge according to the quadratic
scaling behavior discussed in the previous Sect. (4.3), but eventually deviate from
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this leading order dependence. As the strain amplitude (y,) increases, the variation
in the higher harmonics, e.g., I3/1(Y,) is often observed to be a sigmoidal function.
Non-sigmoidal behavior has also been observed for 73, (y,). For example, with
dispersed systems, the sigmoidal behavior of /3, has shown a “bump” or “overshoot”
at intermediate strain amplitude due to the disperse phase [46]. This non-sigmoidal
behavior is obtained for systems in which strong interactions occur between a
viscoelastic matrix and a dispersed phase, e.g., the major volume phase and carbon
black. Nonlinearity, therefore, reflects the superposition of two responses: (1)
qualitatively common to all “pure” (unfilled) polymers and (2) related to the “filler”
response [47]. Any suitable functional form of 73,(y,), whether sigmoidal or
non-monotonic, must be continuous and differentiable. These functions describe
an asymptotic transition from the linear (SAOS) to the nonlinear regimes (MAOS
and LAOS) and the deviation from the limiting value is a measure of the limit of
the linear response. This result is striking, since it suggests that any improvement
in instrumentation could affect the apparent limit of the linear regime for a spe-
cific sample. Within the concept of the Q coefficient and the high sensitivity of
FT-rheology a linear regime is only the asymptotic approximation for vanishing
nonlinearities. For example, where Oy = 0.01 with a strain amplitude of y¢ = 0.01
the expected nonlinearity of the third harmonic is I3;; = 107%. This value is outside
the detection range of any current commercial rheometer, but is evidently nonzero.
This whole argument is recognition that the linear response is only achieved for
vanishing deformations, and therefore never precisely achieved in any real experi-
ment. Nevertheless, it is commonly accepted that the linear response can accurately
describe the limiting mechanical response. An alternative definition of the linear
viscoelastic regime in oscillatory shear might be the regime in which the experi-
mental response obeys the leading order nonlinear scaling and can be extrapolated
to the limit of zero-strain amplitude. Additionally, one may define a criteria that the
nonlinearity in the signal response must be smaller than a critical threshold, e.g.,
I3 <0.05% (5 x 107*) as determined from FT-rheology, in which case the linear

Fig. 11 Analytical Qg for 102 -
the various models in 101 Kf’,ﬁ?;ﬁ'ﬂ:?iimeu |
Table 2. In the Pom—Pom ——— MSF.p=1 slope=1
model and semiempirical L[5 S 2"§;Z;E‘;°fi";”:e" 1
model, Z is the number of il EEESES Pom-Pom, Z =I1°_1 5I0pe=00‘
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backbone - 102 : ST e 1
= S b
g 103} |_‘“-.~\{|.35 1
~
104} slope=-1 “"‘u_
105} -
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Fig. 12 The G, G”, and I3/, as a function of strain amplitude. a Monodisperse polystyrene (PS)
with M,, = 300 kg/mol in DOP solution with 40 wt% at a frequency of 5 rad/s at 80 °C. It shows
type I (strain thinning) b PEO-PPO-PEO triblock copolymer solution at frequency 1 rad/s at 27 °C.
It shows type III (weak strain overshoot)

response (i.e., the moduli G’ or G”, or the intensity /;) would describe the overall
response by 99.95%. Figure 12 shows the strain sweep results for two different sam-
ples: one is monodisperse polystyrene (PS) solution [PS in dioctyl phthalate (DOP)],
and the other is PEO-PPO-PEO triblock copolymer aqueous solution. The PS solution
shows strain thinning (type I) and the block copolymer solution weak strain over-
shoot (type III). Depending on the materials (monodisperse polymer solution and
triblock copolymer solution), the linear regime begins at different strain amplitudes.
From new definition with 73, < 0.05% (which is very close to current instrument
limitations), monodisperse polymer solution shows linear regime by strain amplitude
0.25 (25%), and triblock copolymer solution shows linear regime by 0.0017 (0.17%).
At SAOS regime, I3 value is lower than noise level; thus, /3 shows a constant noise
value. From the I3/, plot, the SAOS region with I3;; = I3/I; & /ve = yofl is
observed (however there are a lot of noise). At the MAOS regime, quadratic behavior
of Isn (i = I3/ « yg / yol = yoz) is observed and then deviation from quadratic
behavior of /5 is observed. From this strain amplitude, the LAOS regime is defined.
This new definition of the linear regime under oscillatory conditions may be helpful
in the unambiguous determination of the limit of a linear response in a clear and
reproducible way that is independent of the instrumentation [3].

5 Applications

We have reviewed FT-rheology to analyze the nonlinear response of materials under-
going large amplitude oscillatory shear flow. FT-rheology can be applied to a wide
range of different material systems. Because the nonlinear response of each subclass
of complex fluids (e.g., polymer solution or melt, polymer composite and blend,
dispersed system, and block copolymer) can be very different, each approach has
its own merits and disadvantages. Hyun et al. [3] introduced many applications to
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investigate complex fluids with nonlinear material functions under LAOS flow. In
this chapter, several recently published LAOS investigations with FT-rheology of
different complex fluids are surveyed.

5.1 Polymer Melt and Solution

5.1.1 Entangled Polymer Melt

FT-rheology under LAOS is now recognized as a very sensitive characterization
method for detecting long chain branching (LCB)—or more generally to distin-
guish different polymer topologies. Experiment results have shown that the ratio
I3 and the phase angle of the third harmonic (@3) are sensitive to macromolec-
ular architecture, specifically the molecular weight distribution (MWD), number
of branches, and their length [48-51]. However, these early publications did not
systematically explore LAOS using a well-defined, entangled homopolymer to pro-
vide a baseline for our rheological understanding of the influence of excitation fre-
quency, temperature, or molecular weight. Therefore, Cziep et al. [44] systemically
investigated the effect of molecular weight, polydispersity, and monomer of lin-
ear homopolymer melts on intrinsic nonlinearity Qp. They used linear polystyrene
(PS), poly(p-methylstyrene) (PpMS), polyisoprene (PI), poly(methyl methacrylate)
(PMMA), poly(2-vinylpyridine) (P2VP), poly(ethylene oxide) (PEO), and HDPE
(high density polyethylene) samples. The general procedure to obtain nonlinear mas-
ter curves (Qp(w)) is illustrated schematically in Fig. 13. The raw stress time data of
an oscillating shear experiment are recorded and transformed into a frequency spec-
trum via Fourier transformation (Fig. 13, schemes 1 and 2). The I3/ is calculated
and plotted against the strain amplitude y( (Fig. 13, scheme 3). This procedure is
repeated for different frequencies and/or different temperatures to cover a maximum
experimental range in the Qy(w) frequency space. From each 73, plot as a function
of strain amplitude, and the parameter Q(w, o) = 13,1/ y02 is calculated. In a Q(y¢)
plot, a plateau can be identified, where the average value is extrapolated to infinitely
small strain amplitudes, and eventually yields lim,, .o O = Qo (Fig. 13, scheme 4).
Each Qy(w) value is plotted against the applied frequency, and a nonlinear master
curve is obtained via the TTS (time-temperature superposition) principle (Fig. 13,
scheme 5).

From these processes, they plot nonlinear mater curve as a function of De (Fig. 14).
With nonlinear mater curve and constitutive equation research (Pom—Pom and MSF
model in Table 2), Cziep et al. [44] suggested semiempirical equations for entangled
monodisperse linear polymer melt as follows:

0.32 Deé?
71214337521 D035

Qo (De) = (32)
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Fig. 13 Scheme of a five-step procedure from raw data (1) to nonlinear master curve (5). (1)
Nonlinear stress time data of an oscillatory shear experiment. (2) After Fourier transformation of
the time data, a magnitude frequency spectrum with odd higher harmonics can be obtained. (3)
The ratio 13/1(y o, w) of the first and third harmonic is proportional to y% in the MAOS region.
(4) Extrapolation of Q(y, @) to small amplitudes gives the intrinsic nonlinearity Qp(w). (5) A
nonlinear master curve can be created by plotting several values of different excitation frequencies,
which are shifted to a reference temperature, utilizing the TTS principle. Reproduced by permission
of Cziep et al. [44], copyright (2016) of American Chemical Society

De? |
1+ D - Deft03s

s PIB7k = PpMS 31k
a Pla2k PpMS 210k
» Pl22k ¢ PMMA 89k 4
s P2VP PEO 220k

1 10 100
De = or, [-]

"'"'SQU =a

Fig. 14 Nonlinear master curves of monodisperse (PDI < 1.07) linear melts and related fits via
equation in figure. Reproduced by permission of Cziep et al. [44], copyright (2016) of American
Chemical Society

where Z = M/M, is the number of entanglements. At low frequency, Qq(w) scales
quadratically with frequency [ Qg (@) oc @? ]. It is confirmed by several constitutive
equations (Sect. 4.4). For high frequencies, it was experimentally found that Q¢ (w)
v scales with Qg (w) o< ¥, with k = —0.35, which is in between the values predicted
by the two constitutive models that forecast either a behavior with a scaling of —1
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(Pom—Pom) or 0 (MSF). Experimentally, the maximum Qq (= Qg, max) is observed
and corresponds to the longest relaxation time. This semiempirical equation is very
helpful for nonlinear behavior of entangled polymer melt and can lead to new devel-
opments in constitutive modeling and computer simulations, especially molecular
dynamic simulations of polymer melts.

Additionally, Hyun and Wilhelm [34] investigated the effect of polymer topology
on the Qp(w) values. They used anionically synthesized monodisperse linear and
comb polystyrenes (PS). The correlation of the rheological properties with the comb
topology is of special interest for the determination of the degree of branching.
The PS comb series consists of a linear backbone with weight-average molecular
weight of the backbone My, = 275 kg/mol, and approximately ¢ = 25-30 linear
branches of varying molecular weight arms with M, varying from 11.7 to 47 kg/mol
(Table 3). In Fig. 15, the values of Qg for the linear and comb PS samples are
plotted at a reference temperature of T = 190 °C. The data for the monodisperse
linear PS as a function of frequency displays a single local peak value and terminal
quadratic behavior (Qy x »?) at low frequencies (Fig. 15b). As the molecular weight
increases, the transition to terminal behavior shifts to lower frequencies (analogous to
the familiar frequency shift observed in conventional linear viscoelastic properties),
and the peak becomes increasingly broad. In the case of the comb PS sample with
unentangled branch chains (C622 in Table 3), Qy(w) displays a similar shape as a
function of frequency (with one maximum value and a terminal regime (Qp o< ®?).
In contrast to the linear samples, however, the maximum value of Q is lower than
for the linear monodisperse PS melts. The authors conjectured that this might result
from the dynamic tube dilution (DTD) induced by the side branches. For the comb
PS with entangled side branches (C632 and C642 in Table 3), Q¢(w) has two peak
values: one corresponding to the branches’ disentanglement at higher frequencies
and the second arising from backbone relaxation at lower frequencies (see Fig. 15a).
As a consequence of having entangled branches, the maximum value of Qy can be
associated with the backbone relaxation (Qpp) and is much lower than that of the
comb PS with unentangled branches. As the entangled branch chain length becomes
longer, the value of Qg drops progressively and the frequency dependence becomes
narrower and sharper (see Fig. 15b). In the case of the comb PS series, the volume
fraction of the backbone chain decreases as the side branch length increases. From the
viewpoint of dynamic tube dilution, the fully relaxed side branches act as an effective
solvent for the unrelaxed backbone chain. The increasing length of the side branches
has a similar effect to decreasing the concentration of the main backbone chain in
a viscous solvent. Quantitative measurement of Qg(w) can thus effectively probe
frequency dependence in the relaxation processes associated with disentanglement
for a range of polymer melts.

Kempf et al. [52] further investigated comb PS and PpMS. They founded that
various relaxation times (reptation time, Rouse time of the backbone, and the branch
relaxation time) were directly extracted from the corresponding maxima and mini-
mum in Qy curve (Fig. 16). It was also found that the reptation time extracted from
the nonlinear master curve did not correspond to the crossover point of G’ and G”
in the linear master curve in the case of branched polymers. The correspondence
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Table 3 Molecular characteristics of the samples used

K. Hyun and M. Wilhelm

Sample M, M, Q Mootal (tG )y (8)* | Molecular
(kg/mol) (kg/mol) (branches/ | (kg/mol) at 190 °C structure
backbone branch backbone)

PS 76 k 75.9 - - 75.9 0.05 Linear

PS 100 k 100 - - 100 0.14 Linear

PS 220 k 214 - - 214 2.66 Linear

PS 330 k 330 - - 330 12.44 Linear

C622-PS 275 11.7 30 624 11.63 Comb

C632-PS 275 25.7 25 913 28.59 Comb

C642-PS 275 47 29 1630 102.06 Comb

4The terminal relaxation time was evaluated from linear moduli data at 190 °C.

Fig. 15 a Frequency M

dependence of the < b > EE IR
zero-strain nonlinearity Qg v C622 275k 12k
for linear PS chains (PS 76, a 2?5k

100, 220, 330 K) and PS

combs (C622, C632, and
C642) at Trer = 190 °C. (a) e
With increasing molecular i ;
Comb PS Linear PS

weight of the branched chain 1071 om e
(M), the maximum - ; E
corresponding backbone T r _ .
chain (Qop) is decreasing. b o L o
For clear comparison, the igal. i
coefficient Qy is plotted E® A 622 (524K) ]
against Deborah number (De o CE32(913k) 7

; C © C642(1630k) ]
= arw <t>) of linear PS ; = a2 F J i
330 K and comb PS (C622, 102 10" 100 10! 102 102 104
C632 and C642) at Tef a0 [rad}rs]
= 190 °C. Reproduced by
permission onyunetal‘ (b) LR 1) B o B D B o e R AL

[34], copyright (2009) of
American Chemical Society
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of the reptation time with the maximum Qpax pb(®w) Was confirmed via Pom—Pom
model simulations for branched polymers. It can be concluded that the reptation time
can be extracted from the nonlinear master curve in contrast to the values obtained
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Fig. 16 Comparison between a the linear and b the intrinsic nonlinear LAOS master curve
(Tref = 180 °C) for PpMS197 k-14-42 k (backbone molecular weight of 197 kg/mol with a total of
14 arms with a molecular weight of 42 kg/mol). The maxima and minima present in the intrinsic
nonlinear master curve corresponded to relaxation times observed in the linear master curve and,
thus, experimentally determined relaxation times. The following points are of interest: a reptation
time 74, b backbone Rouse time 7R pp, and plateau modulus Gy ppb, and ¢ branch relaxation time Ty,.
Reproduced by permission of Kempf et al. [52], copyright (2013) of American Chemical Society

from the linear measurement data. Therefore, reptation times and relaxation times
(Rouse time, branch relaxation time) can be obtained using the nonlinear master
curve, even if those times are not accessible from the SAOS data. The experimental
accessibility of relaxation times clears the way for a better physical understanding
of the underlying relaxation processes and can also be used to improve linear and
nonlinear rheological modeling. Using the maximum Qpaxpb(®) in the nonlinear
master curve, even branched polymers with a small number of branches (here in the
case of two branches) could be distinguished from the linear polymer topology. A
linear dependency of the Qpaxpb(w) value with the number of branches was found
for comb polymers with similar molecular weight of the branches and, respectively,
for the molecular weight of the branches for combs with similar number of branches.
Comparing the different rheological measurement techniques, it can be concluded
that this technique is highly sensitive to determine even low degrees of branching
and qualitative correlations can be established.
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5.1.2 Polymer Solution

Song et al. [45] investigated intrinsic nonlinearity Qy for monodisperse polystyrene
(PS) solutions at various concentrations, which were classified as unentangled or
entangled solution in a semi-dilute regime. These two types of PS solutions dis-
played different shapes when Qg was plotted as a function of frequency (w). Unen-
tangled solutions showed increases of Oy with frequency at low-frequency regions
and plateau behavior at high-frequency region. On the contrary, entangled solutions
showed an increase of Q, before the MAOS terminal relaxation time and a subse-
quent decrease, which is similar to that observed for entangled linear polymer melts
(Fig. 17). The Qy(w) curves of each group were superposed in a dimensionless coor-
dinate (Qo/Qomax Vs. De), so that transition from the plateau of Qy to decreasing
Qo at high-frequency region might indicate the onset of entanglement in polymer
solution. In particular, all unentangled solutions had the same Qg max value (0.006)
regardless of polymer concentration and molecular weight, because Qy responds to
Rouse-like relaxation process only, which is featured as no interchain interaction and
chain stretching. However, the Qg max values of entangled solutions were dependent
on the number of entanglements (Z). The master curve of Qpmax as a function of Z
showed that Q¢ max Was constant at low entanglement numbers (few or virtually no
entanglements), and then increased with the beginning of entanglement to approach
a limiting value at high entanglement numbers, where reptation is the dominant lin-
ear relaxation process. From the master curve, the experimental line fitting can be
described as follows:

0.006 at Z% < 1

Qo.max = 006 a¢ 750l > | 33)
143.59(7501)

Figure 18 shows that the data sets obtained for melts and solutions of linear
homopolymers superposed on the master curve within experimental error. The Qg max
predicted by DE IA (Doi-Edwards with independent alignment assumption) was
indicated as 0.040. This deviation is removed when stretching effect of chains is
introduced in the model as MSF (molecular stress function) model. The Qg max pre-
dicted by MSF model is 0.023 which is the same as the prediction of Eq. (31) at
infinite Z*°'. The MSF model introduces two parameters for predicting intrinsic non-
linear behavior in the MAOS region. The strain measure of DE IA model for linear
polymers resulted in a constant value o« = 5/21, which explains the affine orientation
of network strands. The MSF model considers an additional contribution of isotropic
strand extension using stretching parameter 8. By definition, the 8 value is fixed as 1
for linear chains. Thus, two parameters remain constant during MAOS measurements
for linear chains.

In addition, the master curve of Qpmax as a function of Z was used to quantify
the degree of tube dilation based on the dynamic tube dilution (DTD) theory. Direct
comparison of the Qg max values of semi-dilute solutions and melts showed that they
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followed the same molecular dynamics in MAOS flow like SAOS (small amplitude
oscillatory shear) flow. Comparison between static and dynamic dilutions using the
Qo.max Master curve suggested that this curve could characterize the effective number
of entanglements per backbone chain for branched polymers. Because it was con-
firmed again that Qy(w) is highly sensitive to various relaxation processes, MAOS
tests may provide a new means of investigating molecular dynamics.

The intrinsic nonlinearity Qy(w) seems to be highly sensitive to the characteristic
relaxation processes of polymers and can be regarded a parameter that maximizes
delicate changes observed in linear viscoelastic moduli. Thus, the nonlinear response
under MAOS shear flow can cast light on unsolved problems about relaxation pro-
cesses, such as reptation, contour length fluctuation (CLF), and constraint release
(CR). To this end, the nonlinear behaviors of various well-defined polymers with
different topologies (star, H-shaped, comb-shaped, and so on) need to be further
investigated from a molecular dynamics perspective.
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Fig. 18 The master curve of Qp max as a function of 7% and Z, from recent polymer solution and
melt data. Z,, represents the entanglement numbers of backbone chains in melts and Z*°! the solution
entanglement number. For unentangled solutions, Qg max is constant at ~0.006. It increases gradually
from Z*°' = 1 and seems to reach a limiting value. The resultant logistic-type fitting equation for the
Qo.max of entangled solutions is shown in the plot (solid line). For comparison, several predictions
obtained by Doi—Edwards (DE IA), molecular stress function (MSF), and semiempirical equation
(from Cziep et al. 2%) are plotted together. All data sets on a master curve follow Eq. (34) within
acceptable deviations. Reproduced by permission of Song et al. [45], copyright (2017) of American
Chemical Society

5.2 Polymer Composites

Lim et al. [53] investigated the nonlinear viscoelastic responses of polymer
composite systems containing different shaped nanoparticles, e.g., polycaprolac-
tone (PCL)/MWNT (multiwall carbon nanotube, 1-D thread shape), PCL/OMMT
(organo-modified montmorillonite, 2-D plate shape with high aspect ratio), and
PCL/PCC (precipitated calcium carbonate, 3-D cubic shape). They evaluated the
PCL/MWNT composites using several analyzing methods, including Lissajous anal-
ysis, stress decomposition, and FT-rheology. The microstructure of PCL/MWNT was
estimated using TEM images, the conductivity, and linear viscoelastic properties.
An electrical percolation threshold was observed in DC conductivity and the storage
modulus at low frequency rapidly changed near the electrical percolation threshold.
The stress signals were distorted with increasing MWNT concentration and strain
amplitudes. The shape of the elastic stress in the stress decomposition changed from
sinusoidal to triangular under LAOS flow as the MWNT concentration increased.
In FT-rheology, I3/, increased with strain amplitude and showed a maximum. It was
related with the change of microstructure as evidence by the measurement of DC
conductivity. The maximum peak of 73, was also observed in PCL/OMMT, but
was not observed in PCL/PCC. As to the particle shape, I3, in the polymer com-
posites containing the particles of high aspect ratio MWNT, OMMT) dramatically
increased with particle concentration. They calculated the nonlinear parameter Q
from the fitting results of Q (= (131)/ yoz) by a mathematical model that was similar
to the “Carreau—Yasuda” viscosity equation as follows:
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Fig. 19 Nonlinearity of PCL/MWNT composites as a function of strain at 1 rad/s and 130 °C: a
relative intensity of the third harmonic (/3/1) and b coefficient Q evaluated from the /3/;. The dotted
lines are the fitted results (—) with Eq. (34). Reproduced by permission of Lim et al. [53], copyright
(2013) of AIP

(C3—1/Cy

Q=Q (1 +(Ciy0)®) : (34)

where Qg is the zero-strain Q parameter (Qy), C; is the inverse of critical strain
amplitude (y (), and Cs is degree of strain thinning (C3). Figure 19a shows that the
I53;; of the composites increased with increasing MWNT concentration at the same
strain amplitude, and Fig. 19b shows Q as a function of strain amplitude fitted with
Eq. (34).

In the cases of MWNT and OMMT, which had a high aspect ratio, Q increased
with particle concentration, whereas Qg of PCC increased slightly with an increase
of particle concentration. They compared linear and nonlinear viscoelastic properties
of polymer composites and a PVA/Borax system to understand the effect of inter-
nal structure on the amplification of viscoelastic properties. For better comparison
between linear and nonlinear viscoelastic properties, they defined a new parameter,
the nonlinear—linear viscoelastic ratio (NLR) as follows:

Qo(9)/Q0(0)

NLR = =——=——
G*(¢)/ G*(0)

(35)

In the case of NLR = 1, the effect of nonlinear viscoelasticity is the same
as the effect of linear viscoelasticity with the increase in concentration. In the
case of NLR > 1, the nonlinear parameter is amplified more than the linear
parameter due to the internal structure. In the case of NLR < 1, the nonlin-
ear parameter is amplified less than the linear parameter. As the concentration
of particles and that of borax increased, the NLR deviated from one. The NLR
might depend on the internal structure of the polymeric systems. They calcu-
lated NLR, and the results are shown in Fig. 20. As the concentration increased,
the NLR increased and reached a plateau (see guidelines in Fig. 20), which
was roughly NLR (PCL/OMMT) ~ 2205 > NLR (PCL/MWNT) ~ 934 > NLR
(PCL/PCC) ~ 1.46 > NLR = 1 > NLR (PVA/Borax) = 0.18. In the case of poly-
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mer composites, the NLR was larger than one. In contrast, the NLR of the polymer
network (PVA/Borax) was smaller than one. This might be due to the difference
in the internal structure of polymer composite (heterogeneous phase) and polymer
network system (homogeneous phase). In the case of PVA/Borax system, a strong
network structure enhanced the first stress contribution among the higher harmonics;
in contrast, the network structure suppressed the distortion of the stress. Therefore,
the NLR value of PVA/Borax was less than one. In the case of polymer composites,
the well-dispersed PCL/OMMT had a larger NLR than the other nanocomposites. It
might be inferred that the surface area of PCL/OMMT was larger than the other com-
posites. The larger surface area might increase the interaction between the particles
and polymer chains. Based on these results, it could be suggested that the NLR be
used as a quantitative parameter to explain the effect of nanoparticles on the polymer
composites, including the assessment of dispersion quality or internal structure.
Schwab et al. [54] investigated styrene butadiene rubber (SBR) filled with carbon
black (CB) under large amplitude oscillatory shear (LAOS), in which they analyzed it
in terms of the nonlinear parameter /5;; . Rubber materials filled with reinforcing fillers
display nonlinear rheological behavior at small strain amplitudes below yy < 0.1.
Nevertheless, rheological data are analyzed mostly in terms of linear parameters,
such as shear moduli (G’, G”), which lose their physical meaning in the nonlinear
regime. They used three different CB grades and the filler load was varied between 0
and 70 phr (parts per hundred rubber; relative mass contribution of CB normalized to
the rubber content as generally used concentration in rubber industry). The influence
of the CB volume fraction ¢ on the rheological behavior of unvulcanized rubber
compounds in terms of nonlinear rheological parameters was investigated. Figure 21
shows the relative third higher harmonic contribution 73/ (y ). Here, four different
regions can be identified. Region I is below the instrument’s sensitivity as illustrated
in Fig. 13 (3). Region II is dominated by a broad peak in I3,(yo). Its origin has
not yet been clarified, but measurements with linear homopolymer melts indicate
that the peak is due to instrumental problems, because they also show this peak
only when measured at the SIS V50 rheometer but it does not occur with open
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Fig. 21 Relative third higher harmonic contribution /73/1(y9) of samples filled with
different amounts of N339 carbon black. Four different zones can be identified. In region I (below yq
=102), the higher harmonic contribution I (3w) is below the sensitivity limit of the rheometer and
is therefore dominated by random noise. As a consequence /31 (yo) is decreasing. Region II (102
<yo< 10~Y is dominated by a broad peak of 73,1 (y¢), which is most probably due to instrumental
limitations. The nonlinear contribution is changing with increasing filler content ¢ in region III,
most pronounced at yg = 0.32. At very high strain amplitudes (region IV, yo > 4), the curves merge
(T =80 °C, w/2m = 0.2 Hz). Reproduced by permission of Schwab et al. [54], copyright (2013)
of WILEY-VCH

cavity rheometers (ARES G2, TA Instruments). Since both Regions I and II are
dominated by instrumental limitations, all samples showed similar behavior. In region
III, 75/1(yo) increased with increasing strain amplitude. For the sample without CB,
the increase of /31 (yo) was nearly linear on the log—log scale. For the N339 samples
at 80 °C, the scaling exponent « of I3, as function of strain amplitude, /3/1(yo) x Vg,
is remarkably lower (o = 0.5-1.2) depending on the CB content. The smaller slope
than one of polymer melt and solution (« = 2.0) as mentioned before is due to the
additives. These organic and inorganic additives are added in quantities as high as
13.35 phr and act partly as plasticizers. They are increasing polymer mobility and
thereby may affect the nonlinear behavior. Additionally, not all additives might be
soluble in the rubber matrix and different phases can be present in the compound.
Therefore, the compounds morphology could also be changed by the mechanical
force applied during the LAOS experiment. The presence of CB results in a higher
value for 3/, in region III similar to polymer composites and scales with CB loading.
This filler effect is most pronounced at amplitudes around yy = 0.32. In region IV, the
filler N339 (CB) is almost inactive in the sense that the nonlinear parameter /3/; ()
of the filled systems approaches that of the sample without CB. This indicates a
severe destruction of the physical network structure in the compound.

With previous results, I3/, at yo = 0.32 is used to investigating CB grade effect.
Thus, the nonlinear parameter I3 (yy = 0.32) of all samples tested is plotted in
Fig. 22 as a function of the internal surface accessible for polymer—filler interactions.
The internal surface (in milliliter adsorbed oil per 100 g of rubber) was calculated
by the OAN (oil adsorption number) times the weight fraction (@) of CB in the
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Fig. 22 Third higher harmonic contribution /3/; at a strain amplitude of y( = 0.32 as a function of
the internal surface between CB and the polymer. This internal surface was calculated as the product
of the oil adsorption number (OAN) and the weight fraction of CB in the respective compound. The
results of all three filler grades fall on one line. This demonstrates the importance of the interface area
on the nonlinear contribution (yp = 0.32, T = 80 °C, w/2 7 = 0.2 Hz). Reproduced by permission
of Schwab et al. [54], copyright (2013) of WILEY-VCH

respective compound. All compounds fall on one line independent of the filler grade,
so the assumption that the nonlinear contribution is correlated to the amount of
polymer—filler interactions seems to be true. With this relation, it is also possible to
get information about the size of the internal surface in a CB filled rubber compound
by measuring the nonlinear parameter /3, at a strain amplitude of yo = 0.32.

Nonlinear contributions to the rheological behavior of filled rubber systems are
significant even at low strain amplitudes and understanding the nonlinear behavior
can lead to more insights into these compounds.

5.3 Emulsion and Polymer Blends

5.3.1 Emulsion

Small amplitude oscillatory shear tests are a reliable way of extracting a characteristic
droplet size for emulsions [55]. Carotenuto et al. [56] proposed using LAOS to
determine not only the characteristic dimension of an immiscible polymer blend but
also to infer the size distribution of the drops. The principal idea is that even an
emulsion formed from two immiscible Newtonian fluids will exhibit a viscoelastic
response due to the interfacial tension, and this response will become nonlinear when
sufficiently large amplitude shear is applied to the emulsion droplets. Consequently,
the droplet size and the size distribution will drastically affect the intensity and phase
of the different higher harmonics in the FT-rheology spectra. Reinheimer et al. [57,
58] investigated emulsion system with /53 instead of 73/;. They suggested that as the
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fundamental peak 7, is mainly determined by the Newtonian behavior of the neat
Newtonian matrix and the dispersed phase, i.e., the viscosity of the two single phases.
It was not useful in characterizing the interfacial tension or size and distribution of
the included phase and was, therefore, excluded in their analysis. They used intrinsic
nonlinearity ?Qy calculated using /3 and /5 as follows:

5 Is/1
Q0 _ im0 pim B/ (36)

530 =

0= — =

Q0 -0 —13),/2’1 =0yt
0

Furthermore, they also defined 7> Q, with same way. Because concentrated emul-
sions can produce a very large number of overtones which means a large number of
higher harmonic intensities /,;; with n > 7 are present in the frequency spectrum.
They found a relationship between intrinsic nonlinear ratio 30, and 7P Q) as well as
the emulsion properties, i.e., 1y, is matrix viscosity and 14 dispersed phase viscosity,
A = ng/nm, I" is the interfacial tension, and R is the droplet size, which is expressed
as follows:

5/3 QO
w?

(RYis and 7/SQO—064A1~63—"‘2“ (R)s4
2 o rz -

12
_ 1.63 /m
= 0.641 "

(37
It is determined simulation and experimental results from LAOS test. They con-
cluded that nonlinear oscillatory shear experiments combined with numerical simu-

lations represent a new approach for characterizing the volume average droplet size
and the width of the droplet size distribution.

5.3.2 Polymer Blends

From previous results, the droplet size in an immiscible blend relates to the mechan-
ical nonlinearity. Reinheimer et al. [57, 58] excluded /; value in their analysis due
to investigating the neat Newtonian matrix and the dispersed phase (for example,
330y calculated using I3 and I5 see previous section). In immiscible polymer blend,
however, normalized third harmonic 73 still has a meaning because the polymer
already shows non-Newtonian behavior (e.g., shear thinning). Reza et al. [59-61]
investigated PP (polypropylene)/PS (polystyrene) blend with inorganic compatibi-
lizer (silica and clay) using 73,;. They used NLR value [Eq. (35)] similar to polymer
composite. Reza et al. [59] investigated the relationship between NLR value and
PS droplet size in the PP matrix domain. From the TEM images, clay was located
mostly at the interface or partially inside the PS drops (see TEM picture in Fig. 23),
thereby reinforcing the compatibilization effect. Therefore, clay increased the dis-
persion morphologies of the PP/PS blends. In contrast, fumed silica was located
mostly inside the PS droplets, which means the morphologies of PP/PS blends were
not improved (TEM picture in Fig. 23). Linear viscoelasticity of both PP/PS/Clay
and PP/PS/Silica increased with increasing particle concentrations. NLR values for
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Fig. 23 Comparison of NLR values of PP/PS/C20A and PP/PS/Silica blends as a function of weight
fraction of the particles. TEM images of the PP/PS/clay and PP/PS/Silica. Clay is located at the
interface between PP and PS phase, in contrast silica particles is located in the PS phase. Reproduced
by permission of Reza et al. [59], copyright (2014) of American Chemical Society

the PP/PS/Clay blends were larger than 1 (NLR > 1), whereas NLR values for the
PP/PS/Silica blends were less than 1 (NLR < 1). Therefore, NLR could be classified
into two categories depending on the morphology. Based on these results, NLR can
be used to distinguish between the effects of two different types of nanoparticles on
the morphologies of PP/PS blends. Furthermore, Reza et al. [60, 61] investigated the
effect various silica (hydrophobic and hydrophilic) and clays (clay hydrophobicity)
on the NLR value.

They show how the inverse of droplet size (1/R,,) varies as a function of NLR for
PP/PS (80/20) blends filled with different clays and silicas at different concentrations
in Fig. 24. For fitting the experimental results, they suggest the following empirical
equation:

LI [l —exp(—b x NLR)], (38)
Ro

where Ry is the minimal droplet size and a and b are fitting parameters. As can
be seen in Fig. 24, 1/R, increases when nanoparticles (silica and clay) were added
and the NLR values approached their maxima when the droplet size approached
Ry. Interestingly, with the exception of D17 (hydrophobic silica nanoparticle)-filled
blends, all blends exhibited an exponential relationship between the inverse of the
droplet size and NLR, indicating that droplet sizes at particular concentrations can
be predicted from NLR values, which are determined by extrapolation. However, in
case of PP/PS/D17, different trends were observed, indicating a rapid reduction in
droplet size and the importance of droplet size for determining NLR values in this
blend, in which the interface is completely covered with D17 particles. This is in
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Fig. 24 Inverse droplet radii (1/R,) of PP/PS (80/20) blends containing different clays and silicas
at different concentrations as a function of NLR values. Data were fitted using the three parameter
exponential equation shown in Figure.1/Ro = 0.43,a = 0.4 and b = 0. 02 for the universal curve
(except for D17), respectively. For D17, the obtained parameters were: R— =0.75,a = 0.91 and
b = 0.01. Reproduced by permission of Reza et al. [61], copyright (2016) of American Chemical
Society

accordance with the fact that the best compatibilization is obtained when particles are
absorbed onto phase interfaces. Therefore, according to our results, D17 is the best
compatibilizer, among those examined, for (8§0/20) PP/PS blends because it inhibits
droplet coalescence. Ock et al. [62] investigated NLR values of poly(lactic acid)
(PLA) and natural rubber (NR) blends compatibilized with organoclay according to
clay contents, mixing conditions, and types of clay. They also found that the NLR
value displayed a similar trend as the drop size reduction and was related to the
inverse of the drop size for all variables (clay concentration, mixing condition, and
types of clay).

5.4 Block Copolymers and Liquid Crystals

Certain types of soft matter, such as liquid crystals, amphiphiles, and block copoly-
mers, self-assemble into nanostructured morphologies below their order—disorder
transition temperature (Topr) as a way to minimize highly unfavorable enthalpic
contributions to the free energy. Self-assembly usually leads to a polydomain struc-
ture with locally anisotropic ordered domains (grains) that are randomly orientated
throughout the whole sample, resulting in a macroscopically isotropic material. How-
ever, many practical applications including functional membranes, anisotropically
charged materials, and photon conductors require that the final material is macroscop-
ically anisotropic. Application of an external stimulus, such as an electric, magnetic,
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or mechanical field, can then be used to obtain the preferred macroscopic align-
ment [63]. Among the mechanical fields, LAOS flow has been used to study the
orientation/reorientation processes in microphase-separated lamellar structure. The
alignment kinetics can be studied in detail via online monitoring of the degree of
mechanical nonlinearity exhibited during the orientation process—as determined via
I3, in FT-rheology as a function of time. Oelschlaeger et al. [64] investigated PS-b-
PI diblock copolymers as well as in diblock and triblock copolymers of styrene and
butadiene (PS-PB; PS-PB-PS) under LAOS flow. The evolution of the microstructure
during the flow alignment process can be easily quantified using the FT-rheology. For
di- and triblocks, parallel alignment is achieved at low frequency and temperatures
below the order/disorder transition temperature 7 opr. The kinetics of orientation can
be quantified by the intensity of the third harmonic 73/ (t). 73/1(t) can be described
by a stretched exponential function with a characteristic relaxation time t.

Ly = yo+ A exp[—(t/D)f], (39)

where yj is the 73, value at infinite times, A is the decay amplitude, t is the rep-
resentative alignment time for lamellar layers, and B is related to the width of the
distribution. For di- and triblock copolymers, the kinetics of orientation strongly
depend on the strain amplitude, and the time constant varies with a scaling exponent:
TXY, # for the diblock and 7 o y52'85 for the triblock. This scaling exponent greatly
exceeds the expected scaling of 7 oy, ! which corresponds to a physical process
in which the total applied deformation is responsible for the observed orientation.
The larger scaling exponent might be explained by the cooperative nature of the
underlying processes. Analysis of the time-dependent variation in the phase differ-
ence related to the third harmonic (§3(¢)) enables further differentiation between the
diblock and triblock for the PS-PB and PS-PB-PS model systems. However, Meins
et al. [63] found a different scaling exponent T )/52 for a PS-PI diblock copolymer.
While Oelschlaeger et al. [64] investigated parallel orientation near Topr, Meins
et al. [63] investigated a perpendicular orientation of a PS-PI system. The different
orientation evolution is reflected by the different scaling of alignment time.

Lee et al. [65] investigated liquid crystal (8CB, 4-4’-n-octyl-cyanobiphenyl) in
lamellar smectic A phase under LAOS flow. The storage modulus G'(t) and loss
modulus G”(t) from the conventional rheometer program under various LAOS flow
conditions (different strain amplitude and frequency) decreased and reached equi-
librium as a function of time [Fig. 25, normalized modulus can be fitted with Eq.
(39)]. This could be attributed to shear alignment of the lamellar smectic A structure.
On the contrary, with G'(¢) and G”(¢), the nonlinearity I3/, (z) showed three different
behaviors depending on the magnitude of strain amplitude (Fig. 25): (1) region I (yo
< 0.6): increased (increased and reached equilibrium), (2) region II (0.6 < y¢ < 2.0):
increased and decreased (showed maximum value; decreased and reached equilib-
rium), and (3) region III (yy > 2.0): decreased (decreased and reached equilibrium)
as a function of time. These three different time-dependent behaviors of nonlinearity
[Z3/1(¢)] were shown to be related with the alignment behavior of the lamellar struc-
ture. The reduction of 75/;(¢) was observed during the 10 h of macroscopic orientation
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in both SB (PS-PB; polystyrene—polybutadiene) block copolymers and SBS (PS-PB-
PS) triblock copolymers under LAOS flow. The alignment time differed according
to molecular size (alignment time of 8CB ~1 h faster than that of block copolymers,
~10 h). Both the SB and SBS samples aligned from a disoriented to parallel align-
ment. However, in case of Lee et al.’s experimental results, this behavior for the
nonlinearity 73/ (¢) was observed only at large strain amplitude (region III). Struth
et al. [66] reported lamellar domain formation with three distinct order directions at
a frequency of w/2m =1 Hz and a strain amplitude of yy = 1.0 from six reflections
in the X-ray scattering pattern, which was in contrast with the two reflections under
steady shear flow. Compared to steady shear flow, oscillatory shear flow periodically
increased and decreased the strain (and the shear rate) as well as it changed direc-
tion. Therefore, smaller strain amplitude shear flow did not result in a well-oriented
lamellar structure compared with steady shear flow. Thus, three different lamellar
clusters showed various microscopic stress levels, especially at the grain boundary
(boundary at domains), under dynamic oscillatory shear flow. Thus, macroscopic
stress curves were more distorted than at large strain amplitude. Thus, the nonlinear-
ity may become larger with time. In the case of block copolymers, the nonlinearity
(I3/1) increases upon reorientation from parallel to perpendicular alignment [64]. By
changing the parallel layer microstructure to a perpendicular one, several oriented
domains can be made, resulting in distortion of the macroscopic stress curves. In
their results [65], the nonlinearity (/3,1) at smaller strain amplitude, e.g., from strain
amplitudes of yo = 0.3 to 0.6 and frequency of w/2w = 1 Hz (see Fig. 26a). With
an equilibrium value of 3600 s, the G, G”, and nonlinearity (/3/;) were plotted as a
function of strain amplitude, y . Interestingly, I3 (y) increased and then decreased
(maximum) even though G’ (y¢) and G” (y) only decreased with increasing strain
amplitude (Fig. 26d). From these results, it can be concluded that LAOS analysis of
nonlinear stress, especially I3/, from FT-rheology, is more sensitive to microstructure
and the related change than storage modulus G’ and loss modulus G”.

5.5 Solid Polymers (Fatigue Test)

Typically, FT-rheology is used to quantify the nonlinear response of polymer melts
resulting from molecular dynamics. To expand FT-rheology in the solid regime, first
one has to realize that a solid polymer is dominated by elastic response. The elastic
response is much better described by a simple Hookean spring model, and conse-
quently, the amount and intensity of higher harmonics are low. Nevertheless, this
method opens up to quantify the evolution of structural nonlinearities. Hirschberg
et al. [33] investigated the fatigue behavior of polystyrene (PS) in a strain-controlled
torsion rectangular oscillatory tests via FT-rheology. Most data in the literature on
mechanical fatigue are based on stress—number of cycle (S-N) or so-called Woh-
ler curves—only the conditions for complete part failure under a certain load can
be found with high experimental uncertainties. Therefore, the prediction of failure
onset is highly important. The tests were performed under large amplitude oscillatory
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shear (LAOS), so the stress response was no longer perfectly sinusoidal, and higher
harmonics could be detected and quantified in the FT spectra as function of time or
number of cycles N, respectively. In Fig. 27, linear parameter such as the storage
modulus (G’) was analyzed, as well as nonlinear parameters like the normalized sec-
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ond (/1) and third (Z3/;) harmonics as a function of number of cycles N. Most of
nonlinear response, odd higher harmonics are important. Even though even harmon-
ics could be detected, the value is usually substantially smaller than odd harmonics.
Even harmonics means nonhomogeneous deformation or anisotropic response of
materials, usually, they are considered experimental errors. Interestingly Hirschberg
et al. investigated even harmonics on purpose. In Fig. 27a, the G'(N) decreases rela-
tively rapidly for about the first 100 cycles, then decreases more slowly for about 600
cycles (from the 100th to the 700th cycle) with a constant slope, dG'/dN = constant.
In contrast, the nonlinear parameter /3,1(N) increases for about the first 100 cycles
and still increases with a smaller constant slope until about the 700th cycle. Then, a
crack occurred (Fig. 27c picture 2) producing a substantial change in the slope of both
curves. This is followed by a period of crack propagation up to a point (around 1300
cycles) where the sample is totally broken (complete failure). In this case, the growth
of a sidewise crack, as seen in Fig. 27c¢ picture 4 and 5, was observed after about 900
cycles. When the first macroscopic crack occurs in the sample (around 700 cycles),
the intensity of I,/; rises abruptly and rises further when the crack propagates. The
nonlinear parameter /,/;(N) is very low for undamaged samples, but its intensity was
found to increase when defects are created in the structure to a point where cracks
became visible in the sample. Figure 28 shows other results. In this figure, I,/;(N)
is very sensitive than other rheological properties (G’ and G”, and I3/;). However,
when a crack appeared (see video picture in the figure), /,/,(N) began to increase. As
mentioned before (Sect. 4.2), even harmonics are the result of an asymmetry in the
deformation flow. This can be attributed to sample anisotropy due to the presence
of cracks. Consequently, the even harmonics increase, and especially /5/1, can be
explained by crack initiation and propagation in the sample. Both parameters 7,/;(N)
and /3/;(N) are proposed as new criteria to detect the onset of a part failure under the
conditions tested and can be used as safety limits for partial damage.

6 Conclusions

In this chapter, the mechanical nonlinear responses of complex fluids under large
amplitude oscillatory shear (LAOS) flow are presented and reviewed. Linear response
under small amplitude oscillatory shear (SAOS) flow is well known and has its anal-
ogy is behavior of dielectric response. It is very useful to characterize complex fluids
with firm theoretical background. LAOS tests are substantially more complex rheo-
logical probes than SAQOS tests because of the nonlinear responses. The complexity
of the material response to LAOS is both the strength and weakness of the technique.
The additional information obtained can help characterize and quantify the response
of complex fluids to nonlinear deformation, but it also makes the results more dif-
ficult to interpret. To analyze the nonlinear response, several quantitative methods
have been suggested. Among the methods mentioned, in this chapter, FT-rheology is
intensively reviewed. We also introduced applications for investigating various com-
plex fluids (polymer melts and solutions, polymer composite and blends, emulsions,
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Clearly, at the point where the first crack starts to appear, the second harmonic /5/; increases its

value from 107 relative contribution

and block copolymers and liquid crystals). From these results, it confirmed that non-
linear material functions under LAOS flow are a very powerful tool to characterize
complex fluids. However, the theoretical underpinnings of the nonlinear responses



Nonlinear Oscillatory Shear Mechanical Responses 365

observed under LAOS flow are still poorly understood. Thus, the physical interpre-
tation of nonlinear responses is still developing. We hope to encourage the exchange
of idea between nonlinear dielectric spectroscopy and the mechanical measurement.
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Notes

Substantial parts (especially Sect. 3 and 4) of this chapter are taken from a rheological review [3]
where rheological nonlinearities are explained in more detail but might not be read by scientists
with a background in dielectric spectroscopy. Consequently, this chapter will be very helpful for
the reader with a dielectric background to envision the similar concepts of both methodologies.
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