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Preface

Surface-specific nonlinear spectroscopy, such as second harmonic generation (SHG)
or sum frequency generation (SFG), has been growing to be a popular tool of
interface characterization. These techniques have microscopic sensitivity to the
interfaces at a monolayer scale and are applicable to a variety of interfaces as long
as the interfaces are accessible by optical probe lights and signal. These techniques
are particularly useful to wet and/or soft interfaces, or even buried interfaces, which
are hard to be probed by most conventional surface science techniques. Therefore,
these techniques have large potential to expand our applicability of interface
characterization in wide areas of science and engineering, such as electrochemistry,
polymer science, colloid chemistry, heterogeneous atmospheric chemistry, etc. The
last decade witnessed great advances in technical aspects, and the surface nonlinear
spectroscopy is presently not just for limited experts of spectroscopy but available to
wide researchers who want to use these techniques in their fields using commercial
apparatus.

Currently I think that a major bottleneck to achieve further advancement in the
nonlinear spectroscopy lies in their difficulties to interpret the observed spectra.
Typical conventional analysis tries to interpret a spectrum by decomposing it into
some bands and by assigning these bands to various species at the interface.
However, such empirical analysis has apparently of limited utility, and spectral
decomposition is often quite ambiguous. To overcome such difficulties, therefore,
reliable support of theoretical analysis is strongly desirable in the field of surface
nonlinear spectroscopy. Recent advances in theory have made us possible to directly
“calculate” the spectra using molecular modeling and molecular dynamics (MD)
simulation, which allows for simultaneous understanding of the observed spectra
and interface structure in unprecedented details. I believe that close collaboration of
spectroscopic measurement and MD simulation will be a main avenue in the further
nonlinear spectroscopy of interfaces.

The present book aims at explaining the basic principles of theory and compu-
tation of surface nonlinear spectroscopy, mainly developed by the author’s group.
This book was originally intended to newcomers in our laboratory and in summer
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schools to have them familiarize with fundamental understanding of nonlinear spec-
troscopy and computation of it. However, the present book has been significantly
expanded for wide readers who are interested in theoretical aspects of surface
nonlinear spectroscopy. The topics covered by this book include the traditional
(electromagnetic) theory of surface nonlinear spectroscopy, quantum description
and modeling of nonlinear susceptibility, method of molecular modeling, and
computational scheme of SFG spectroscopy by MD simulation. The topics also
include recent efforts to deepen our understanding of the nonlinear susceptibility,
including quadrupole contribution, y ® effect, and chiral application. A few late
chapters are devoted to describe recent applications of the MD analysis of SFG
spectra for aqueous and organic interfaces. These examples demonstrate that the
combination of SFG spectroscopy and MD simulation is in fact quite powerful to
obtain clear insights into the interfaces. This book provides some problems and
solutions to help the reader to fully understand the theoretical aspects. The problems
mostly treat derivations of key formulas involved in the theory. I have shown detailed
solutions to these problems in the end of each chapter, which I think are an integral
part of this book.

I would like to acknowledge my current and former group members who helped
with improving the manuscript. In particular, Prof. Tatsuya Ishiyama extended the
applications of SFG analysis to various aqueous and organic interfaces. Dr. Kazuya
Shiratori made a key contribution to develop the theory of quadrupole in Chap. 7.
Drs. Lin Wang and Vladimir Sokolov developed the molecular modeling of various
organic species. Dr. Tatsuya Joutsuka performed the theoretical analysis of x
effect in Chap. 8. I also thank former students of my laboratory who carried out the
MD simulation of SFG spectroscopy, including Takako Imamura, Yuji Sato, Tatsuya
Kawaguchi, Yusuke Takei, Yuri Mizukoshi, Hiromi Sawai, Takashi Ishihara, Shogo
Tanaka, Kengo Saito, Tomonori Hirano, and Wataru Mori. Mr. Yamato Sato read this
manuscript and provided useful feedbacks from a viewpoint of student. The com-
putational studies of SFG spectroscopy inevitably become collaborative works with
my colleagues including experimentalists. I am grateful to my collaborators, such as
Drs. Tahei Tahara, Shoichi Yamaguchi, Satoshi Nihonyanagi, Takayuki Miyamae,
Yukio Ouchi, Takaaki Ishibashi, Toshiki Sugimoto, Yoshiyasu Matsumoto, Mischa
Bonn, Francesco Paesani, Heather Allen, Franz Geiger, Michiel Sprik, Kenichi
Inoue, and Shen Ye. I also thank Dr. Toshiki Sugimoto for permitting me to use
original figures of ice and Mr. Ko Hosokawa and Ms. Miyuki Tonosaki for helping
with typesetting. I greatly appreciate the comments of Profs. Tony Heinz and Ron
Shen for clarifying the discussion in Chap.2. I am also grateful to Prof. Casey
Hynes for getting me interested in this field in relation to heterogeneous atmospheric
chemistry and his continued encouragement.

Sendai, Japan Akihiro Morita
April 2018
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Chapter 1 ®
Introduction Check for

Abstract A brief introduction of the sum frequency generation (SFG) spec-
troscopy, the main theme of this book, is provided. An overview of second-order
nonlinear optical processes, including SFG and second-harmonic generation (SHG),
is presented with emphasizing their spatial and temporal characteristics and sym-
metries. Fundamental features of visible-infrared SFG vibrational spectroscopy as
a tool of interface characterization are summarized in comparison with infrared
and Raman vibrational spectroscopies. Some examples of visible-infrared SFG
vibrational spectra are also illustrated to show typical spectroscopic information
drawn from the SFG spectroscopy.

Keywords SFG - SHG - Surface sensitivity - Vibrational spectroscopy

This chapter gives a brief introduction of the sum frequency generation (SFG)
spectroscopy, the main theme of this book, including the concept of second-order
nonlinear optical process, visible-infrared SFG spectroscopy, and some typical
experimental examples. The SFG spectroscopy has been reviewed in previous
literature from various aspects [4, 10, 18-21]. The present book deals with the theory
and computation of SFG spectroscopy, though the collaboration with experiments
will be a vital part of this book. The fundamental theory of SFG is common
to second harmonic generation (SHG). The two spectroscopies are based on the
second-order nonlinear optical processes where two photons with frequencies w
and wy generates a light with the sum frequency Q2 = w; + w>. SHG is considered
as a special case of w; = wj. The following theory mostly deals with SFG, while
the general discussion also holds for SHG.

1.1 Sum Frequency Generation

A material system under external electric field E induces dipole moment, or
polarization, in general. The polarization P is defined as the dipole moment per

© Springer Nature Singapore Pte Ltd. 2018 1
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2 1 Introduction

a unit volume of a bulk material. The definition of P depends on the system in
question. When the system indicates a surface, P is defined as the dipole moment
per a unit area. For a single molecule, P denotes the dipole moment of the molecule.
In any case, the induced polarization P is represented as a power series of the
electric field [3, 14, 17],

1 2 3
Pp = Xpq Eat ) Xpar EqEr+ ) XpursEqErEst--- (p.q.rs =x~2)
q q.r

q.,r,s

(1.1)
where the suffixes p, g, r, s denote the Cartesian components x ~ z. Note that
P and E are vector quantities with one spatial suffix. The first term describes the
linear response of polarization with respect to the field, where x V) is a second-
rank tensor called linear susceptibility. (When the system is a molecule, it is
called polarizability.) The higher-order terms, describing nonlinear response of
the polarization, become substantial when the electric field is sufficiently intense.
The second term involving x® is responsible to the second-order nonlinear
optical processes, such as SHG or SFG. x® is a third-rank tensor called second-
order nonlinear susceptibility, or hyperpolarizability for a molecule. The following
discussion will mainly focus on this second term including x ® in relation to the
surface nonlinear spectroscopy.

[Problem 1.1] If we suppose that material properties such as x ) are invariant by
inversion, show x® = 0. This indicates that the second-order optical processes in
Eq. (1.1) are forbidden for a centrosymmetric material.

Next we consider time-dependent electric field E(¢), and accordingly generalize
Eq.(1.1) to treat time-dependent polarization P(¢). The second-order term in
Eq. (1.1) is generalized to the time-dependent form P,(,z) (¢) as follows,

X~z

2 2
PP =S At
q,r
t t X~z
— PP = / dr’ / A"y xSt ) Eg () E ("), (1.2)
—0o0 —00 q.r

where the modified form allows for non-local response in the time domain. The
range of integral is restricted to #/ < r and t” < t t by the causality, since the
electric fields at ¢ and " can influence on the polarization at a later time . The
time-dependent fields and polarization can be described with the Fourier series,

Py(t) =) Pplwp) exp(—iant), E (1) =Y Eg(wp)exp(—ioxt)  (1.3)
k k
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where P (wy) and E (wy) denote the amplitudes of frequency wy. The Fourier form
of Eq.(1.3) is convenient to deal with oscillating electric fields of light in the
following. Note that P(¢) and E(¢) are real quantities. Accordingly, the summation
with k in Eq. (1.3) must include a pair of the wy term and its complex conjugate w_j
(i.e. w_r = —wi and P(w_¢) = P(wy)*) except for the static component w = 0.

By inserting Eq. (1.3) into (1.2), the second-order polarization coefficient P® of
sum frequency €2 is expressed as follows,

xX~Z
PRQ=wi+w) =) x5 (Q, o1, ) Eg(@)E (@), (1.4)
q,r

[Problem 1.2] Derive Eq. (1.4) from Eqgs. (1.2) and (1.3).

During the derivation, make use of the fact that the coefficient x @ (z, ', ") in
Eq. (1.2) does not depend on the origin of time, i.e. x 2 (z,7/,t") = x P+ A, ' +
A,t” 4+ A) with an arbitrary time shift by A. (In other words, x @ (¢, ¢, ") is a
function of the time intervals, 7' =t —t and " =t —t".)

Explain that only the component of sum frequency, Q2 = w; + w», appears in
the left-hand side of Eq. (1.4), when the right-hand side is composed of E(w;) and
E(w).

Equation (1.4) means that two oscillating electric fields with w; and w» generate
the oscillating polarization with the sum frequency Q = w1 + w;. x(z)(Q, wi, w2)
is the second-order nonlinear susceptibility which depends on the frequencies €2,
w1 and wy. This property, including its frequency dependence, is characteristic
of materials. The oscillating polarization P® () emits the electromagnetic wave
of the frequency 2, according to the theory of electrodynamics [8]. The SFG
spectroscopy detects this electromagnetic light as the signal.

The above mechanism of SFG emission is valid for the case of x® # 0. This
condition means that the material should not have the inversion symmetry to be
SFG active. Most bulk materials of gas or liquid are isotropic and thus invariant
to inversion, indicating that these materials generate no SFG signal. Bulk crystals
having the inversion symmetry are not SFG active either for the same reason.
However, if two isotropic bulk phases form an interface, the inversion symmetry
necessarily breaks down in the vicinity of the interface, which generally results in
x @ # 0. For such a system involving the interface, the SFG signal selectively stems
from the interface. The interface sensitivity of the SFG spectroscopy is attributed to
the symmetry reason that interfaces generally lose the inversion symmetry.

Another important feature of the SFG spectroscopy is its coherent nature, since
the oscillating polarization with €2 is a consequence of coherent superposition of
two electric fields oscillating with w; and w,. The coherent nature is manifested
in the directionality of the emitted SFG signal. When two monochromatic laser
lights with frequencies @ and w; are incident to the interface system, the SFG
signal is observed to a certain direction (see Fig.2.1). The strong directionality of
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the SFG emission is convenient to experimental detection of its weak signal. This is
a consequence of interference among oscillating polarizations in spatially different
regions, which is analogous to the Bragg’s law of diffraction [11].

The coherent nature also implicates that the SFG signals emitted from different
oscillators (vibrating atomic groups) can interfere each other, which may complicate
the assignment of experimental SFG spectra. In the case that an observed SFG
spectrum originates from different oscillators in the same frequency region, the
interference of the overlapping source signals may enhance or suppress the intensity
of the SFG signal owing to the phase relation. Therefore, the observed SFG intensity
is not amenable to straightforward decomposition into the source oscillators. (In
other words, weak SFG signal does not necessarily mean that there is no or weak
SFG source. The weak intensity could be a consequence of cancelling interference.)
The interpretation of the SFG spectroscopy has to take account of the interference
effects, as discussed later.

1.2 Visible-Infrared SFG Vibrational Spectroscopy

The most common application of SFG to surface nonlinear spectroscopy employs
the combination of incident visible and infrared lights, and presents the SFG signal
as a function of infrared frequency w, with the visible frequency w; fixed. Such
measurement is considered as a vibrational spectroscopy of the interface. Some
features of the vibrational SFG spectroscopy are briefly summarized below.

1. Itis possible to observe molecular species at the interface selectively, even though
overwhelming amount of the same species exists in the isotropic bulk region. The
sensitivity of detection is fairly high, and a submonolayer amount of the surface
species can be easily detected.

2. The vibrational spectra provide highly specific information to the molecular
species at the interface. The frequency shift also offers useful information on
local environment of the interface. Molecular orientation at the interface can
be measured, by choosing proper combinations of light polarizations of visible,
infrared and SFG.

3. Since the interface selectivity is entirely attributed to the symmetry reasons, no
vacuum condition is necessary in principle. The optical measurement is suitable
to in-situ detection of a variety of interfaces. This technique is also applicable to
buried interfaces, such as liquid-liquid or liquid-solid, as long as the interfaces
are accessible by light.

4. This technique is suitable to study ultrafast dynamics at the interfaces, by making
use of high temporal resolution of pulse lasers.
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Fig. 1.1 (Left panel) SFG spectrum of water surface in SSP configuration [16]. (Right panel)
Infrared absorption spectrum of water [2]. (Reprinted with permission from Ref. [16]. Copyright
2003 American Chemical Society.)

These features render the SFG spectroscopy a versatile tool of surface character-
ization, particularly to wet or soft interfaces [12]. Microscopic measurement of
wet interfaces has been limited due to scarcity of available experimental means,
compared to that of solid surfaces. The SFG spectroscopy is considered as a unique,
powerful technique to explore the wet or soft interfaces.

To exemplify the SFG spectroscopy, two typical visible-infrared SFG spectra are
illustrated, water and alkyl chains. Left panel of Fig. 1.1 displays the SFG spectrum
of liquid-vapor interface of water in the O-H stretching frequency region, 2900 ~
3900 cm™!. In the right panel, the conventional infrared (IR) absorption spectrum of
bulk water is shown for comparison. Comparing the two spectra of O-H stretching
vibrations in Fig. 1.1, qualitative difference in spectral structure is apparent. These
spectra essentially reflect the differences in structure of surface and bulk water. The
SFG spectrum is composed of a sharp band at about 3700 cm™~! and a broad, red-
shifted band at 3000 ~ 3600 cm~!. The former band of SFG finds no apparent
counterpart in the IR spectrum, and is attributed to the O-H moieties at the topmost
surface layer which are free from hydrogen bonds, called free O-H or dangling
O-H. The latter, broad band is assigned to hydrogen-bonding O-H moieties in a
few monolayer regions at the surface. The clear difference of SFG and IR spectra
in Fig. 1.1 demonstrates the surface sensitivity of the SFG spectroscopy to detect
structural features characteristic of surface water.

[Problem 1.3] Answer two frequencies of O-H stretching vibration of an isolated
water molecule (symmetric and anti-symmetric stretching). Where are these fre-
quencies located in the spectra of Fig. 1.1?

Another example of SFG and IR is given in Fig. 1.2, C-H stretching vibrational
spectra of self-assembled monolayer of alkane thiol on gold substrate. Panel (a)
is the observed SFG spectrum which involves the strong background from gold
substrate, and panel (b) is the calibrated SFG spectrum of C-H stretching with
the gold background eliminated. Comparing these panels (a) or (b) with the
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conventional IR absorption spectrum in panel (c), one may notice a remarkable
feature that the location of vibrational bands of SFG does not correspond to that
of IR, implying that the two spectroscopies detect different vibrational bands. The
IR spectroscopy is dominated by methylene groups since the number of methylene
groups is much larger than that of methyl in the alkane thiol monolayer, whereas the
SFG spectroscopy selectively observes the outermost methyl groups. It is known
that the SFG yields little signal of methylene for a well-ordered all-trans monolayer,
though the vibrational bands of methylene emerges for a disordered monolayer with
gauche defects [1, 18]. This sensitive change in the spectra provides a useful clue
to characterize the order of self-assembled monolayers. The orientational angle
of alkyl chains is also widely analyzed by the SFG measurements with different
combinations of light polarizations [6, 7, 22, 23].
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1.3 Solutions to Problems

1.3.1 Inversion Symmetry of x ¥

[Problem 1.1] If we suppose that material properties such as x ) are invariant by
inversion, show x® = 0. This indicates that the second-order optical processes in
Eq. (1.1) are forbidden for a centrosymmetric material.

We impose electric field on the material and consider the induced polarization.
The second term in Eq. (1.1) is denoted by P(z),

P? = le(fq),E E,, (1.5)

which is the source of the second-order optical process. If we operate inversion

upon the coordinate system, vector quantities such as P;Q), E, or E, change their
signs. However, material properties such as x ® are assumed to be invariant by the
inversion. Therefore, the inversion operation transforms Eq. (1.5) to

. Zxﬁfr J) (=Ey). (1.6)

Both Egs. (1.5) and (1.6) should hold simultaneously, which necessarily leads to
x® = 0. This means that P® = 0 in Eq. (1.5) for a centrosymmetric material.

1.3.2 Time and Frequency Domains

[Problem 1.2] Derive Eq. (1.4) from Egs. (1.2) and (1.3).

During the derivation, make use of the fact that the coefficient x ® (¢, ', ") in
Eq. (1.2) does not depend on the origin of time, i.e. x @ (r,1/,t") = P+ A, ¢’ +
A,t” + A) with an arbitrary time shift by A. (In other words, x® (¢, ¢, ") is a
function of the time intervals, v’ =t —t and " =t —t".)

Explain that only the component of sum frequency, 2 = w; + w;, appears in
the left-hand side of Eq. (1.4), when the right-hand side is composed of E(w1) and
E(w)).

The time-dependent polarization of Eq.(1.2) is represented using the Fourier
series of the electric fields as
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t t X—Z

PP (1) = / dr’ / A"y xSt ) Ey (¢ E (&) (1.2)
—0oQ —0o0 q.r

t t X7z
e B) T BT W AL
ko1 v % q.r

exp(—iwgt") exp(—iawyt”).
We note that x® (¢, ¢/, ¢”) is invariant with respect to the origin of time, and thus it

is a function of time intervals, T’ = t —t" and ©”" = r —t”. Accordingly, the variables
of integration are transformed from (¢/, t”) to (z/, t”"), which leads to

o0 o0
PR =YY" / dt’ / dt”
X / 0 0

X—z
Z X;(;%I)r (t,t — 7't — t")Eg(wr) Er (wp) exp(—iwi(t — t')) exp(—iwy(t — "))
q r

Xz 00 00
= Z Z Z {/ dt’f dr”xl(,%),(t, t—1/,t —1t")expliot’) exp(ia)lt”)}
k 1 q.r 0 0
- Eg(wp) Er(wy) exp(—i(wg + op)t). (L.7)

In Eq. (1.7) we notice that the quantity in the curly parentheses is independent of ¢,
but depends on w; and w;. The quantity in the curly parentheses is denoted by
x P (@ + o1, o, @), ie.

Xf,?r(wk + wp, wk, @p)
o0 o0

= / dr’/ dt”xﬁ{)r(t,t — 1/t — 1" expliopt) expliont”). (1.8)
0 0

Equation (1.8) defines the relation of second-order susceptibility in the time domain,
xP(t, 1, 1", to that in the frequency domain, x ® (wy + @y, wi, wy). Using this
notation in the frequency domain, the second-order polarization P (r) in Eq. (1.7)
is represented by

X—z
PPt =3 xo (wr + o1, ok, o) Eq (o) Er (1) exp(—i(wr + o)1)
k 1 qr

- Z Z PP (wr + wr) exp(—i(ax + o). (1.9)
k 1
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The term that includes exp(—i(wx + w;)t) in Eq.(1.9) indicates the oscillating
component at the frequency wy + wj. Therefore, this term corresponds to the
polarization of sum frequency,

X—2Z
PP (@i + o) =Y x50 (x + o1, ok, 01) Eg(@r) Er (). (1.10)
q,r

This equation coincides with Eq. (1.4), by replacing wg, w;, oy + w; with w1, w2, 2,
respectively. Using monochromatic lights of w; and w;, the sum frequency signal at
Q = w1 + w7 occurs by the second-order process.

In relation to the above derivation of the sum frequency polarization, we can also
derive the difference frequency generation (DFG), a related second-order nonlinear
process to SFG. We have learned in Sect. 1.1 that the light field of frequency
w, E(w)exp(—iwt) in Eq.(1.3), is accompanied with its complex conjugate,
E (w)* exp(iwt). Therefore, the combinations of light fields at @ (# 0) and w;
(£ 0) actually give rise to four possible phase factors, exp (—i (£w; £ w2)t). All the
possible combinations of w; and w; are presented in analogous forms to Eq. (1.4):

X—=z

PP (w1 + ) =Y x5 (01 + w3, 01, 02) Eg (1) Er (), (1.11)
q.,r
X—2

PP (w1 — ) =Y xo (@1 — w2, 01, —02) Eg(01) Er(@2)*,  (1.12)
q.,r
X—2Z

PP (—w1+ @) =Y 4D (~01 + 02, —01, ) Eg (@) Er (@), (1.13)
q.,r

X—2z
PP (—w1—w) = Y x5 (—w1—w), —o1, —02) Eqg(@1)* E, (@2)*. (1.14)
q.r

Among the above four terms, Egs. (1.11) and (1.14) including w +w> and —w; — w3
correspond to SFG, whereas Eqgs. (1.12) and (1.13) including w; —w», and —w| 4+ w3
to DFG.

1.3.3 Red Shift of O-H Frequency

[Problem 1.3] Answer two frequencies of O-H stretching vibration of an isolated
water molecule (symmetric and anti-symmetric stretching). Where are these fre-
quencies located in the spectra of Fig. 1.1?
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Two frequencies of the O-H stretching vibrations of an isolated water molecule
are 3657cm~! (symmetric stretching mode) and 3756cm™! (anti-symmetric
stretching mode) [5]. In the SFG spectrum (left panel) of Fig. 1.1, these frequencies
are located in the sharp band at about 3700 cm ™!, which is assigned to the free O-H
moieties. In the infrared spectrum (right panel) of Fig. 1.1, they are located at the
high-frequency edge of the broad band in 3000 ~ 3700 cm™!.

It is well known that the hydrogen bond formation gives rise to substantial red
shift of O-H frequency, and that the amount of the red shift reflects the strength of
the hydrogen bonds [9, 13, 15]. In the SFG spectrum (left panel), the frequency of
the free O-H vibration at the water surface retains the original frequency of isolated
water molecules since it is free from the hydrogen bond.
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Chapter 2 ®
Electrodynamics at Interface Qe

Abstract This chapter deals with electrodynamic aspects of the interfacial SFG
spectroscopy. In the SFG processes, two incident light fields generate nonlinear
polarization at the interface, which in turn emits the sum-frequency signal. We delin-
eate the whole SFG processes from macroscopic viewpoint of electromagnetics.
This theory forms a basis of the SFG spectroscopy in order to establish quantitative
relation between the nonlinear polarization at interface and the observed light fields.
The SFG spectroscopy of interface probe essentially investigates the former through
observing the latter. The present overview of the SFG processes helps us with
comprehending the essential factors in observable SFG spectra.

Keywords Maxwell equations - Boundary conditions - Fresnel factor - Source
polarization

The fundamental theory of the SFG spectroscopy consists of two aspects. One is the
macroscopic description of electrodynamic SFG process, where the incident lights
induce the nonlinear polarization at the interface which in turn generates the sum
frequency signal. Since the SFG spectroscopy investigates the nonlinear polarization
of interfaces through measuring the incident and emitted lights outside the interface,
understanding of the relation between observed lights and the source polarization at
the interface is of crucial significance in the analysis of SFG spectroscopy. The other
aspect is the microscopic theory of material properties, particularly the frequency-
dependent nonlinear susceptibility x ® (2, w1, ). This theory is necessary to
connect the observed nonlinear polarization to the microscopic structure of inter-
faces. This chapter deals with the former, macroscopic theory of SFG mechanism,
while the theory of material properties will be treated in the following chapters.

© Springer Nature Singapore Pte Ltd. 2018 13
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14 2 Electrodynamics at Interface
2.1 Electromagnetic Fields at Interface

In the macroscopic description of electromagnetic fields, the interface region
between two bulk media is often modeled with three layers, consisting of two bulk
media and the interface, illustrated in Fig.2.1. The two bulk media are assumed
to be centrosymmetric, and their optical properties are represented with different
dielectric constants, £% (w) and ef (). (The dispersion with the frequency w is taken
into account.) The interface layer represents a transient region between the two bulk
media, and accordingly its dielectric constant is given with a phenomenological
parameter ¢'(w). The thickness of the transient region is usually much smaller
than the typical scale of light wavelength. We discuss spatial configuration of
electromagnetic fields near the interface on the basis of the three-layer model in
Fig.2.1.

In this chapter, we assume that the nonlinear source polarization P® is generated
only in the interface layer. The oscillating source polarization P emits the sum
frequency signal of electromagnetic field. This sum frequency field is related to
the source polarization by solving the Maxwell equations under proper boundary
conditions in Sect.2.1 [2]. In Sect.2.2, the nonlinear source polarization P@ ig
derived from the incident visible and infrared electromagnetic fields with nonlinear
susceptibility of the interface x ). The combined discussion of the two subsections
describes the whole SFG process that the incident lights induce the nonlinear
polarization (in Sect.2.2), which in turn generates the sum frequency signal (in
Sect. 2.1). We also note that the following discussion will be expanded in Chap. 7 to
incorporate quadrupole contributions in the bulk region.

2.1.1 Maxwell Equations

First we present the Maxwell equations to describe the electromagnetic fields
in Fig.2.1. The electromagnetic fields are generated from the nonlinear source

Fig. 2.1 Spatial

configuration of lights near k1a (o)
the interface. The two
incident fields of visible
(green) and infrared (red)
frequencies and the sum
frequency signals (purple) of ;
reflected and transmitted ! 0 X
directions are illustrated

Sﬁ P Ky
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polarization P® (r, ). This source polarization is equivalent to the following
charge density p(r, t) and current density j (r, t) in the Maxwell equations,
IPA(r, ¢
pr.y==V-PPw ., jor.= a—f) @1
We assume that no other source of charge or current is present in Fig. 2.1. Then the
Maxwell equations are given in the cgs Gauss unit system [1, 3],

(@ V-D=dap=—47V.-P?, (2.2)
10B
(©) V-B=0, (2.4)

10D 47 . 47w oP®
(d) VxH—--——=—"—j=— , (2.5)
c ot c c o0t

where c is the light velocity in vacuo.

The nonlinear source polarization P® is distributed in the interface layer at
around z = O in Fig.2.1, where the z axis is normal to the interface. In the
macroscopic description of electromagnetic fields by Egs. (2.2), (2.3), (2.4), and
(2.5), the thickness of the interface layer is considered to be much thinner than the
order of light wavelength (~100 nm), and consequently the spatial distribution of
P® can be represented with a delta function,

PO, t)=P5(x,y,1)8(2). (2.6)

Equations (2.2), (2.3), (2.4), (2.5) and (2.6) with proper boundary conditions (at z =
0 and z — Z£o00) determine the electromagnetic fields, on condition that the surface
polarization PS(x, y, ) is given. Note that Eq.(2.6) using the delta function is a
macroscopic description of the interface polarization. The microscopic distribution
of the induced polarization along the z axis will be treated in Chap. 7.

2.1.2 Boundary Conditions at Interface

The boundary conditions for electromagnetic fields between two different dielectric
media are derived with the help of the Gauss and Stokes theorems [1, 3]. We derive
the boundary conditions for B, D, E, and H at the interface z = 0 in Fig.2.1
by taking account of the source polarization P* at z = 0. The present boundary
conditions at z = 0 are somewhat different from the conventional ones due to the
source polarization [2].

IThe cgs Gauss units are used throughout for the electrodynamics in this chapter, except for
otherwise noted.
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Fig. 2.2 Schematic configurations of volume integral (left) and line integral (right) to derive the
boundary conditions at the interface. The left panel is used to the Maxwell equations of (a) and (c),
and the right panel to (b) and (d)

The matching condition for B or D at z = 0 is derived from the Maxwell
equations of (c) (Eq.(2.4)) and (a) (Eq.(2.2)), respectively. These equations are
integrated in the volume region V, as depicted in the left panel of Fig.2.2. The
volume region V is an infinitely thin, square plate with the side length /, and it
contains the interface. The surface of this region is denoted by o, and 7 is the unit
normal vector at the surface element do. Then the Gauss divergence theorem leads
to the following conditions of Egs. (2.7) and (2.8) from (c) and (a), respectively.

(©)
/(V-B)dr:O:/B-ﬁdo
\%4 o
Therefore,
AB. =B.(z=+0) — B,(z=—-0)=0 (2.7
()
/(V-D)dr = —4n/ [V~(Ps(x,y)8(z))]dr =/D-ﬁda
\4 \% o
Therefore,
apS  9PS
I’AD, = —4n/ (Ps(x, y)a(z)) chdo = —4n | =21+ —21)1
ax ay
o
AD, = —47V; - PS (2.8)

A .0 . - S

where V; = x P + ya— denotes the spatial derivative along the tangential direction
X y

t, and X, y are the unit vectors along the x, y directions, respectively. (Hereafter

the superscript ~ designates a unit vector, except otherwise noted.) Note that the
symbol of time ¢ should be distinguished from the unit vector # along the tangential
direction.
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[Problem 2.1] Explain the derivation of Egs. (2.7) and (2.8), by taking account of
the fact that the interface polarization P® is singular at z = 0.

We also note that the solution of V- B(r) = 0 (Eq. (2.4)) is regular, as the system
contains no magnetic source at the interface.

The matching condition for E or H at z = 0 is derived from the Maxwell
equations of (b) (Eq.(2.3)) and (d) (Eq.(2.5)), respectively. These equations are
integrated on the surface of loop A depicted in the right panel of Fig. 2.2. The loop A
is of rectangular shape and it crosses the interface. The Stokes theorem and Eq. (2.3)
lead to

(b)
A 10B A
fE-dl:/(VxE)(zxt)ds:—/(ZW)-(zxt)dszo,
A S S

where S is the surface area encircled by the loop A (see the right panel of Fig.2.2).
Then the last expression on the surface integral vanishes in the limit of infinitesimal
area of S, as B remains finite at the interface. The line integral is expanded as
follows,

t+1/2
ygE.dlzf [Eiz =+0,1) — E;(z = —0,1))} dr’
=12

+0 l l
E ,t—=|—E 4+ = )td
e (ees) (s

+0
Z{E[(Z=+O, t)—Et(ZZ—O, t)}l—l—/ (

-0

A

%EZ (z, t)) (=Ddz + o)

=0

where [ is the small tangential length of the loop A, and the loop center is located at
(z = 0, t). The line integral from z = —0 to +0 may have a non-zero value, as the
path crosses the singular source polarization P® x,y,2) = Ps(x, y)8(z), i.e.

+0 +0 D +0 A7 A7
/ Ezdz=/ —Zz—/ — PPdz = ——P5.
-0 _o ¢&ldz o0 & g’

In the above infinitesimal integral from z = —O0 to +0, only the singular
component of integrand could give a non-zero value. The singularity is located at
the interface, where the dielectric constant is ¢’ and D, = ¢'E; holds. The third
expression is derived from the assumption that D + 47 P is regular at any point
and hence fj_(;) (D; 4+ 4m Pz(z))dz = 0. Therefore, the line integral of E results in
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4 /A
fE dl = (E(c = +0) ~ Ere = 0} + — (t : VZPZS> I+ o0() =0,
A

and in the limit of / — 0, the matching condition for E; is derived

4
AE; = E/(z = 40) — E;(z = —0) = -t V,P5(x, y). (2.9)

It is noted that the tangential component of the electric field, E;, is not continuous
at the boundary z = 0, unlike the conventional boundary condition of electric field,
due to the source polarization PS.

The same argument also holds for the matching condition for H. The Stokes
theorem and Eq. (2.5) lead to

(d)

. A 1 ({dD aP@N .
%H'dl=/(VxH)o(zxt)ds=/— — +4n -(z x t)ds.
c\ ot ot
A S S

Noting that H, and D, are regular at the interface, the following condition is
obtained for H;:

4w . [9P5(x,y) .
AH, = —f.- | ——22 x 7). (2.10)
c Jat

[Problem 2.2] Derive Eq. (2.10), after the discussion associated to Eq. (2.9).

The above equations (2.7), (2.8), (2.9), and (2.10) define the boundary conditions of
electromagnetic fields at the interface, z = 0, which involves the nonlinear source
polarization.

2.1.3 SFG Signal Emitted from Interface

Let us consider the spatial geometry of lights in Fig. 2.1, where all the wave vectors
of visible (w1), infrared (w7) and sum frequency (2 = w1 + wy) lights are on the xz
plane. k' (w) designates the wave vector of light at frequency w (= €2, w1, w2) in the
bulk region i (= « or B). Suppose that two pump lights of w; and w, are incident
from the bulk region i = « onto the interface. These incident electric fields at w;
and w; in the region i = « are expressed by

Ef (w1) exp(ik§ (w1) - r —iwit) +c.c.,
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ES (w2) exp(ik§ (wp) - r — iwnt) + c.c. (2.11)

respectively, where the subscript I indicates the incident field, and c.c. denotes the
complex conjugate. The two fields generate the second-order nonlinear polarization
of sum frequency €2 at the interface. The phase matching conditions in both spatial
and temporal senses in Eq. (1.4) require the following form of the sum frequency
polarization PO 1),

PO (r, 1) = P5(Q) explike (Q)x — iQ)8(2) + c.c. (2.12)

where k, () = k?‘, . (w1)+k‘,’, . (w2). Here the nonlinear susceptibility at the interface

is assumed to be uniform along the x direction. P®(Q) denotes the amplitude of
the surface polarization, and will be discussed in Sect. 2.2.

The nonlinear source polarization of Eq. (2.12) emits the electromagnetic wave
at the frequency €2 to the regions i = « and i = B. (The sum frequency signals
observed in the regions i = « and i = B are called reflection type and transmission
type, respectively.) Their wave vectors, k*(2) and kP (), are defined as

k(D) = k(@ + ¢ (D2, q“(R) = ye9 (K2 — k(@)

K (Q) = k(% - ¢P (@2, ¢7 (@) = \/ P (QK? — ku(Q)?, (2.13)

where K = Q/c is the wavenumber of sum frequency light in vacuo. g% (2)
and qﬁ(Q) are the absolute z components of k%(2) and k% (Q2), respectively (i.e.
k2 (2) = q%(2), kf(Q) = —¢#(Q) in Fig.2.1). Note that the x components of
the wavevectors are identical in both media, k,(2) = k() = kf (€2), due to the
spatial phase matching condition, while the z components ¢g%(2) and ¢#(Q) are
determined by Eq. (2.13), depending of the dielectric constants of the two media.
With these wavevectors, the emitted electromagnetic fields at the frequency €2 takes
the following forms,

Electric field: E'(Q) exp(ik' (Q) - r —iQ1) + c.c. (i=apB)
Magnetic field: é (kf(sz) x E"(Q)) exp(ik (Q) - —iQ) +c.c. (2.14)

where the amplitudes E Q) G = a, B) should be determined from the nonlinear
source polarization of PS (€2). The electromagnetic fields of Eq.(2.14) should
satisfy the boundary conditions at z = 0, Egs. (2.7), (2.8), (2.9), and (2.10) in
Sect. 2.1.2. These conditions derive the relation between E(§2) and pPS (2),

E'(Q) = 27;71{2 {PS(Q) _ (léi(sz) : PS(Q)> l%i(gz)} (2.15)

i

under a simple assumption of £*(Q) = ¢#(Q) = ¢(Q) = 1. (The case of general
dielectric constants will be treated in the next subsection.) Equation (2.15) can be
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Fig. 2.3 Change in electric . DA
field passing through the g E"e’
interface layer

&l

equivalently represented as

N i 27TK2
&(Q) - EN(Q) =

iqi

(éi(Q) : PS(Q)) (2.16)

using the unit vector of the electric field éi(Q) = E\(Q)/ }Ei(Q)|. Notice that
& (2) - I:tl (2) = 0 for the transverse wave of light.

[Problem 2.3] Derive Eq.(2.16) from the boundary conditions (2.7), (2.8), (2.9),
and (2.10).

2.1.4 Fresnel Factor

Then we discuss a general case that the dielectric constants of bulk media and
interface, €2, &P, ¢, are different. When an electromagnetic wave passes a boundary
of different dielectric constants, the light is reflected or refracted as illustrated in
Fig.2.3. The change of its wave vector and electromagnetic field at the boundary
is described with the Fresnel transformation. To extend Eq. (2.15) or (2.16) in the
general case of different dielectric constants, the Fresnel factor has to be considered.
The ordinary Fresnel factor between two bulk media is described in Appendix A.2.
Here we extend the Fresnel factor in the three-layer model in Fig. 2.3.

Consider the situation of Fig. 2.3 that an incident light wave passes from medium
i (= aor B)to j( i) through the interface layer. The wavevector varies in these
regions, and the amplitude of the incident electric field in the medium i, E ’1 = E%' s
is transformed to Ee inside the interface layer. In such case, the vector e is related
to &' as

e=F~J.¢ (2.17)

with the tensor F~J called the Fresnel factor. This Fresnel factor F~/ in
Eq. (2.17) is written in a matrix form by
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2elq/
Fi—J — _261 _
q'+q’ ,
2¢e'el q'
g elqli +¢eiqgl

i

(2.18)

The detailed derivation of Eq. (2.18) is presented in Appendix A.3.

Note 1. The Fresnel factor is a function of frequency w of the light field, since the
wavevectors and dielectric constants depend on the frequency w.

Note 2. e in the left hand side of Eq.(2.17) is not necessarily a unit vector,
while &' is a unit vector by definition. The change in the absolute amplitude
is incorporated in the definition of e.

Note 3. e describes the electric field inside the interface layer, in the present
three-layer model [2]. Distinguish from the conventional Fresnel transformation
between two bulk media.

If one assumed ¢ = &/, the dielectric property of interface layer should be
identical to the bulk j. Accordingly the present three-layer model would become
the conventional two-layer model with dielectric constants &’ and /. Thereby the
Fresnel factor in Eq. (2.18) coincides with the conventional Fresnel factor between
two bulk media.

i

2elel q

i—j
Fzz =

2eiq! , .
— > — (s — 8])
g/ elgi +siqi elqi +siqi

By taking account of the Fresnel transformation in Eq. (2.18), the expression of

Eq. (2.16) is modified in the case of different dielectric constants to

Al i 27TK2
é(Q) - E\(Q) =

igt

(e(Q) : PS(Q)) . (2.19)

Although Eq. (2.19) resembles the previous expression of Eq. (2.16), note thqt é (RQ)
in the right hand side of Eq. (2.16) is replaced with e(Q) = F'~/(Q) - ¢'(Q) in
Eq. (2.19).

[Problem 2.4] Derive Eq. (2.19) in the general dielectric constants g%, eP. &' on the
basis of the boundary conditions (2.7), (2.8), (2.9), and (2.10).

Equation (2.19) is the general formula to connect the surface nonlinear polarization
P3(Q) to the irradiated electric field E (2) in the bulk medium i.
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2.2 Response to Incident Lights

In the previous subsection we have discussed the electromagnetic process that
the nonlinear polarization P@ (r,t) leads to the sum frequency field E (Q) by
Eqg. (2.19). Next we specify the nonlinear polarization from the incident visible and
infrared fields. The surface polarization P5(S) is given using the third-rank tensor
of frequency-dependent nonlinear susceptibility x ® (2, w1, w>) by

P5(Q) = x2(Q, 01, ) : E(w))E ()

X~z

(or P Q) =) x2(Q 01, 0)Ej@)E (@) (pq.r=x~ z>>
q.,r

(2.20)

where E(w;) and E(wy) denote the amplitudes of the electric fields of visible
and infrared lights, respectively, in the interface. This equation is equivalent to
Eq. (1.4), though Eq. (2.20) implicitly takes account of the phase matching condition
of Egs. (2.11) and (2.12) along the surface.

Equation (2.20) gives a relation among the interfacial properties, i.e. P5(S),
x?, E(w)), E(w>). However, E(w;) and E (w,) in Eq. (2.20) indicate the electric
fields inside the interface, which are not amenable to direct experimental mea-
surement. For convenience to interpret experimental measurements, Eq. (2.20) is
modified using the incident electric fields in the bulk media, instead of using E (w1)
and E (wy), the electric fields inside the interface. This modification is carried out
by the Fresnel transformation in Eqgs. (2.17) and (2.18), and the transformed fields
are summarized in Table 2.1.

In this table, the visible and infrared lights are incident from the bulk i1 and
i2 (= «a or B), respectively. (Note that Fig. 2.1 illustrates the incident geometry of
il =i2 = «, though other incident geometries are allowed.) And

e(w)) = F'77 N w)) - ¢ w1),  e(wr) = F277%(wy) - & (w2)

are defined after Eq. (2.17). Based on the above Fresnel transformation, Eq. (2.20)
is rewritten using the absolute incident amplitudes in the bulk i1 and i2, Elll (w1)
and Eilz(a)z), by

Table 2.1 Relations of electric fields in the bulk and in the interface
In bulk medium In interface layer

Visible @ (i1 — interface) & EiN 1) = BN (@) e(w)E (w1) = E(w1)

Infrared wy (i2 — interface) | Cé*(w) E¥(wn) = EF(wn) | e(wn) EF (@) = E(w2)
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P = [xP(@ 01,0 : e@e@] Ef @) E(2) @21)

By substituting PS(SZ) in Eq.(2.19) with Eq.(2.21), the relation between the
incident fields (visible and infrared) and the output field (sum frequency) is given by

. . 2
d@-E@ =T

iq

fe@  x@ @ 01, 00) : e@e@n | Ef @) EF @)
_ 27Qsect (Q)
Cic/e (@)

_ 27Qsect (Q)

icy/el ()

where 67 () denotes the angle of sum frequency emission in Fig. 2.1, and sec 0 ()
is given by Eq. (2.13),

fe@ - x @@ 01,0 : e@e@ | Ef @) E (@)

X Ei (o) EP () (2.22)

sec! (Q) = K @] _ veik (K—9>.

S ) Cc
In Eq. (2.22) the effective x @ amplitude
1@ = e(@) - xP(Q, 01, ) : e(1)e(@) (2.23)

is introduced, which will be further discussed in Sect. 3.3 and Chap. 7.

Equation (2.22) indicates the relation between the electric fields of incident and
output lights. This can be converted to the relation between the light intensities as
follows. The intensity of an electromagnetic wave is represented with its irradiance
I'(w), which is the magnitude of the pointing vector |(c/4)(E x H)|. Therefore,
the irradiance I’ (w) at frequency o in the medium i is given by

1
I () = Y@ E] (a))‘2 (2.24)

2
using the formulas of electromagnetic wave in Eq. (2.14). Consequently, the relation
between the irradiances of input and output lights becomes

871302 sec? 01 ()
3\/e (e (w1)ei2 (w2)
_ 87Q%sec? 0(Q)
Ve Qe (@)e(02)

. 2 . .
'@ = & [ 1 @)

2 . .
@ X (@, 01, w2e@e@)| 1 @)1 @),

(2.25)
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This is the general formula of SFG intensity /?($2) emitted into the medium i, as
a‘function of_the incident visible and infrared intensities in the media i1 and i2,
I''(wy) and I'2(w,), respectively [2, 5].

2.3 Summary of Factors in SFG Spectra

The general formula of Eq. (2.25) allows us to summarize the following factors to
determine the SFG spectra, (A)—(C).

(A)

(B)

©

Surface nonlinear susceptibility tensor )((2)(52, wi, w).

This quantity reflects the molecular species as well as their orientation at the
interface. This is the most important factor to govern the features of SFG
spectra. The x® depends on the incident frequencies w; and ws, and its
dependence on the infrared frequency w» is essential for the application of SFG
to the vibrational spectroscopy. The next section will focus on the microscopic
interpretation of this quantity.

Dielectric constants & ().
Equation (2.25) involves the dielectric constants of three regions (bulk 1, bulk
2, and interface) at three frequencies (2, w1, and wy);

e (w), ef(w), €' (@), where =, v, w.

These values are also incorporated in the Fresnel factors and the vectors, e(£2),
e(w)), and e(w»). The dielectric constants in the bulk media, £% (») and &? (w),
are measurable quantities, whereas the dielectric constant at the interface,
&'(w), needs some modeling to be determined. This issue will be discussed
in Sect. 5.3.

Spatial geometry of lights.
The SFG measurement includes the following three factors, (c1)—(c3), about
the light geometry.

(c1) Light Polarization.

Since the light wave is transverse, each light wave may have either S or P
polarization. In the geometry illustrated in Fig. 2.1 where the wave vector
lies on the xz plane, the S polarization means the case that the electric
field oscillates along the y direction (perpendicular to the xz plane), while
the P means the case that the electric field is in the xz plane. In the SFG
measurements, the complete set of polarization specifies those of three
lights, i.e. SFG, visible and infrared, and is thereby designated with three
letters, such as SSP, PPP, SPS, etc. The three letters correspond to the
polarizations of SFG, visible and infrared, respectively, in order.
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(c2) Incident angles 0 (wy), 0"2(w;)) and incident media (i1, i2) of the
visible and infrared lights.

(c¢3) Direction of SFG.
The SFG signal is emitted in two directions in i = « and S. The
geometry of SFG detection is accordingly twofold, whether one observes
the reflected signal or transmitted signal.

Finally, we briefly discuss the heterodyne measurement of SFG, instead of
the conventional (homodyne) measurement of SFG signal intensity. The general
formula of Eq. (2.25) describes the intensity of SFG signal, I’ () in Eq. (2.24). The
light intensity is proportional to the square of the electric field, and thus Eq. (2.25)
includes the square of the effective x @, |x e(f2f> |2. The result of Eq. (2.25) corresponds
to the homodyne measurement of SFG intensity.

Recent development of the phase-sensitive or heterodyne SFG measurement
allows for detecting the amplitude and phase of the SFG signal [4, 6]. The phase
information of x® is useful to the interpretation of SFG signals, and allows
for detailed comparison between experimental and computational results of SFG
signals, as we discuss in subsequent chapters. The heterodyne SFG signal can detect
the output SFG field itself, that is &' () - E'(Q) in Eq. (2.22), which includes x5/
(without taking the square). Accordingly, the heterodyne signal is also governed by
the same factors (A)—(C) mentioned above. The discussion in this section on the
mechanism of SFG emission holds for the heterodyne SFG spectroscopy as well,
while the difference from the conventional SFG lies in the detection method of SFG
signals.

2.4 Solutions to Problems

2.4.1 Boundary Condition at Interface (1)

[Problem 2.1] Explain the derivation of Egs. (2.7) and (2.8), by taking account of
the fact that the interface polarization P® is singular at z = 0.

We also note that the solution of V- B(r) = 0 (Eq. (2.4)) is regular, as the system
contains no magnetic source at the interface.

Equation (2.7) We integrate the Maxwell equation of (c) (Eq.(2.4)) in the small
volume V (the left panel of Fig. 2.2) and apply the Gauss’ divergence theorem as

/(V-B)dr:/B-ndo={Bz(z=+0)—BZ(z=—0)}12+/B~nd0=0.
1%

o side



26 2 Electrodynamics at Interface

The term for the surface integral on the side, f B - n do, can be neglected in the
side
limit of infinitesimal thickness, as B(r) is regular. Therefore,

AB; = B;(z =+0) — B;(z = -0) =0. 2.7)

Equation (2.8) We integrate the Maxwell equation of (a) (Eq.(2.2)) in the vol-

ume V,
/(v . D)dr = —47r/ [v : (Ps(x,y)(S(z))]dr
\%

Vv

and apply the Gauss’ theorem to both sides of this equation. Thus the following
relation for the surface integrals is obtained,

/D~ndo = —47r/ (Ps(x,y)5(1)> -ndo.

o

The surface integrals on o are explicitly represented as follows,

{D.(z = 40) — D.(z = —0)} I* + / D -ndo

side

= _4x {Pf&(z = +0) — PS8(z = —0)] 2+ / PS(x, )8(z) - ndo
side

(2.26)

In the left-hand side of Eq. (2.26), the surface integral on the side planes is neglected
in the limit of infinitesimal thickness. This is because the tangential component of
D, D;, has no singularity in the interface (see the discussion in Appendix A.1). In the
right-hand side of Eq. (2.26), the surface integral on the top and bottom planes has no
contribution as there is no nonlinear polarization PS outside the interface, whereas
the integral on the side planes could remain finite due to the singular component of
P®@ (§-function in Eq. (2.6)) in the interface. Consequently, Eq. (2.26) becomes

{D,(z=+40) — D,(z = —0)}I* = AD, I

= —4x / P35(x,y)8(z) -ndo

side

/2 N l / N ! 4 /
:—471/ P; x+§,y — P; X— 5y dy
y—1/2
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x+1/2 s , ] s , l ,
‘4”/x,/2 {Py (’“”z)‘Py ("’y‘z)}"x

apS 9P}
:_471( X +—yl>l+0(l).
ay

ax

By taking the limit of / — 0, this equation coincides with Eq.(2.8),
AD.=—47V;-PS.

2.4.2 Boundary Condition at Interface (2)

[Problem 2.2] Derive Eq. (2.10), after the discussion associated to Eq. (2.9).

We carry out surface integral of Eq.(2.5) within the small area S in the right
panel of Fig. 2.2, and apply the Stokes’ theorem to H;

o 1{aD aP®@ A
f(VxH)~(zxt)ds=/— 54—471 -(Z x t)yds

c ot
S S

+0
! !
=?§H~dl :lAHt—i—/ {Hz (z,t— 5) — H. (z,z+§)}dz. 2.27)
A

In Eq. (2.27), the surface integral of d D/dt and the line integral of H, are neglected
in the limit of infinitesimal area of S, since H; and D; are not singular there.
Consequently, Eq. (2.27) is simplified to be

dr [oP® .
lAH,:T Py (2 x t)ds
S
47 9 R 4 aPs .
= —ps ) (Exfds = — — xz)-t8(2)d
- <8t (x. ) (z)) (e xi)ds == /( - xz) (2)ds
S

4 (aPS ) .
c ot

Therefore, Eq. (2.10) is obtained.
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2.4.3 Boundary Condition at Interface (3)

[Problem 2.3] Derive Eq. (2.16) from the boundary conditions (2.7), (2.8), (2.9),
and (2.10).

Here we have assumed 2 (2) = #(Q) = ¢/(Q) = 1. The wave vectors of sum
frequency €2 of reflection k% (€2) and transmission K2 (Q) in Eq.(2.13) are

p p
=10 and K@=\ 0],
q —q

respectively, where p = k%(Q) = kf(Q), and ¢ = ¢q%Q) = ¢P(Q) =
v K? — p?. In the following we only treat the sum frequency components of
field and polarization, and thus omit “(£2)” from the notations of k*(2), E*(2),
P3(Q), etc.

Each emitted light with the wave vector k' (i = «, ) may have two polariza-
tions, namely Pand S, which are represented with unit vectors of the electric fields,
ép and ég, respectively. €p, es, and k' are orthogonal each other, and € is parallel
to the y axis in Fig. 2.1. Accordingly, these polarization vectors are

1 (4 0 1 (4 0
G=o(o] &=|1] d=—1o], é&=|[1
p 0 p 0

Then the amplitudes of electric and magnetic fields, E fand H' = (c/2) kK'xE' s
in Eq. (2.14) are represented by

(B
El = E;} (l =, ﬂ)a
E;
o[ T9EV B qE}
HY = — | qE* — pE® HP = — | —qEf — pEP
Q ’ Q q X p z
PEY pE§j

The boundary conditions for the electromagnetic fields at z = 0 are derived from
Egs. (2.7), (2.8), (2.9), and (2.10), and expressed using the electric field amplitudes
in the following five equations, (2.28), (2.29), (2.30), (2.31), and (2.32).

e From Eq. (2.7), condition for B, = uH,:
c
B, : uﬁipEf—pE;‘}zo

Therefore, Ef — E;‘ =0 (2.28)
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* From Eq. (2.8), condition for D, = E;:

D, : Ef — EY = —4nipP§ (2.29)
* From Eq. (2.9), conditions for Ey and Ey:

E,: Ef — E* = —4nipP} (2.30)
Ey: Ef —EY =0 (sameas Eq.(2.28))

* From Eq. (2.10), conditions for H, and Hy:

ne 1) - (am)] - o
Therefore, g (Ef + EY) = —4xiK* Py (2.31)
Hy: o SA(-aBf - pE) — (qBS - pE)} = - T i) P
Therefore, ¢ (Ef + E%) + p (Ef — E®) = —4miK?P]  (2.32)

(Note the right-hand side of Eq.(2.32) includes an extra minus sign due to the
property of vector product, x x z = —z x x.) Using Egs. (2.28), (2.29), (2.30),
(2.31), and (2.32), both P and S components of E¢, EP in Eq. (2.14) are obtained
as follows.

P components Egs. (2.29), (2.30), and (2.32) derive

EP = 2ni (—qu — pr). (2.33)

This equation, along with the relation k# - Ef = pE )’? — qu =0, leads to

p P S S
Ef = Bl =omis (=aps - ppS). (2.34)

Therefore, EY and EY are also determined from Egs. (2.29), (2.30).
EY =2mi(—qPS + pPS), Ef=-2miZ (—gPS+pPS).  239)
q

It is readily confirmed that Eqs. (2.33), (2.34), and (2.35) satisfy the condition of
Eq. (2.16) for the P polarization;

1

Aa. Ol:_
¢ =L

2mi )4
—qE+pEY) ==~ {—q(—quSerPzS) - pg(—quS + pPZS)}

2mi 27K? /.
= ——(q +p )(—quS +pPZS) == (ep : PS),
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" 1 2mi p
eg'E”Z?(quHEf):?{qE5+p<3E5>}

i 5 o ( s s i S
Kq(q +pI)(—qP; — PP, iq \°P

S components Egs. (2.28) and (2.31) derive

27 K2
iq

EY = Ey/3 = Py (2.36)

E;‘ and E'f in Eq. (2.36) satisfy the condition of Eq. (2.16) in the S polarization;

" 2 K? 2nK? .

B = =" ps=" (eg.Ps>’
g lq

R 27 K? 27K? /.

& EF —Ef = B = (- PS).

2.4.4 Electric Field and Interfacial Polarization

[Problem 2.4] Derive Eq. (2.19) in the general dielectric constants g%, &P, &' on the
basis of the boundary conditions (2.7), (2.8), (2.9), and (2.10).

Let us generalize the solution of Problem 2.3 without resort to the previous
assumption €% (2) = eP(Q) = &(Q) = 1. The following derivation is rather similar
to that in Problem 2.3, and note the differences from the previous derivation.

For arbitrary values of £ (), £# (), £/(2), the wavevectors k%(Q), kP () for
the reflected and transmitted lights, respectively, become

p p
=10, K= o |,
q“ —q”
where
o __ ar2 _ 2
Pk = k(@ and (4 TVEK ZPp (2.37)

gP = JePK2 — p2

The unit vectors for S and P polarizations are expressed by

—q* 0 q” 0
1 0 s _ | NI B _
, eg = , €p= 0], e=1]1

ég: — o
p 0 ¢ p 0
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Then the amplitudes of electric and magnetic fields, E "and H! = (c/ Q) kK xE i
in Eq. (2.14) are represented by

E,
E' = | E| (i=ap),
E;
— B P
a«_ € Ey B_ € qﬂEy B
H® = o | ¢"EY — pEZ ). H" =S| —q"Ex — pE:
PEy PE}
The boundary conditions for the electromagnetic fields at z = 0 are derived

from Egs. (2.7), (2.8), (2.9), and (2.10), and summarized in the following five
equations, (2.38), (2.39), (2.40), (2.41), and (2.42).

* From Eq. (2.7), boundary condition for B, = uH;:
B, : é{pEf—pE?}:O
Therefore, Ef — E;‘ =0 (2.38)
e From Eq. (2.8), condition for D, = ¢E;:
D,:  ePEP —¢"EY = —4nmipP} (2.39)
* From Eq. (2.9), conditions for Ey and Ey:

4mip

E,: EP —EY = — pS (2.40)

8/

Ey: Ef —EY=0  (sameasEq.(2.38))

* From Eq. (2.10), conditions for H, and Hy:

ne G l@e) - (ee)] - Eimn

Therefore, ¢”Ef +¢*EY = —4miK PyS (2.41)
c dr

Hy: o S {(-a"Ef=pEL) = (@" B —pED)} = —— (i) P}

Therefore, ¢PEP +q“E% + p (Ef — E¥) = —4miKk?P§ (2.42)

(Note that the right-hand side of Eq. (2.42) includes an extra minus sign due to the
property of vector product x x z = —z x x.) Using Egs. (2.38), (2.39), (2.40),
(2.41), and (2.42), both P and S components of E*, Ef in Eq. (2.14) are obtained
as follows.
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P components Equation (2.42) is modified with Eqs. (2.39) and (2.40) so as to
eliminate E¢,

4mip
8/

1
¢?EP +4° (Ef + Pf) + pEP — P (sﬁEf + 4mprS) = —4miK>PS.

Therefore, using Eq. (2.37),
B 2 o
& . P . q
(@ +qPEE +p (1 - ?w) Ef = —4nmi <K2 - S—a) P} —4nip™ P

47i(g®)? e
=4 (ps+ 2 Lps).
& &'q

Using the relation kP EP = pEf - qﬂEf = 0, we insert Ef = qﬁEf/p into the
above equation and obtains

p 47i(g*)? P
o By _& B _ q s, &8P ps
{(q +q ) +P(1 8a>}EZ - v (Px+8/qapz)
Therefore,
4 : o 8(1
Ef _ Tipq (sz +— p PZS) ’ (2.43)
g%qP + g glqe *©
g = s A" (s P s (2.44)
X p z 8”‘qﬂ+85q°‘ X 8/qa 4 . .

Consequently, using Egs. (2.39) and (2.40), we also obtain

Ainag® B
B — Tipq <PS _&p PZS) ) (2.45)

z g“qﬂ +gﬂqa X g’q/s
Aria®aP B
E = 94 (ps_ £ P ps), (2.46)
8aqﬂ+gﬁqa 8’6]13 Z

It is confirmed that Eqs. (2.43) and (2.44) satisfy the condition of Eq. (2.19) in the P
polarization as follows.

1 p VePK
of . EB — BB BY — ENY: B = B
e, - EF = El+pE?) = EZ+pE? | = E
P /_8'36,' (q X z) /_gﬁﬁf (CI p z z) p z
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2 2
2nK ep- PS = 2nk” 1 (Fﬁ—nxqﬁps_’_Fﬁ—)apPS)
iqf iqf JePk \ ¢
4 04 o
= Vebk 1 (psS EPps)
gaqﬂ +8/3q“ S/qo‘ z

where ep = FF72 . é’;’,, and FP~% is given in Eq. (2.18). Therefore, Eq. (2.19) is
proved for the B phase,

R 27 K?
&b Ef = 7 ep - PS. (2.47)

The same argument can be applied to E in Egs. (2.45) and (2.46);

1 VerK
é .EOt= aEa+ EC( ( 7E01+ E0t> D(
P T (—q"ES+pE?) = fK q p E;
47tiq’8 s sﬁp s
p— o —
= e Ka“qﬁ—f—sﬁq“ (Px eqhf c )
27 K? s 2mK? 1 . s s
iq® ep- P° = iq® Je*K <_fo Pq° Py +FZ’§_)}SPPZ)
47n'q’3 s aﬁp s
p— o J—
= e Kgaqﬂ+gﬁq“ (Px g/qﬁPZ )

where ep = F*~# . &%. F*~F is also given in Eq. (2.18). Therefore,

ep - P5. (2.48)

E*=El=——_P (2.49)

Eyﬁ in Eq. (2.49) satisfy the condition of Eq. (2.19) in the S polarization.

2rK? 24P PS_271K Fﬁ_“”PS

B B _ B _
e - EP = EF = — > = —
S Y7 igh q¥+qf Y igf iq?

The same argument holds for E;’,‘ in Eq. (2.49),

A 2mK?  2¢% 2mK? 2
eg EY = E;l =T a o P);g =T a F,\t’xy_)ﬁp);g = T a es- Ps'
iq" q%+qP iq i
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The above equations (2.47), (2.48), (2.50), and (2.51) prove the relation of
Eq. (2.19) for both P and S polarizations in either phase of « or S.

Appendix
A.1 Singularity of Source Polarization

The boundary conditions of electromagnetic fields in Sect. 2.1 are affected by the
singularity of the nonlinear source polarization at the interface. The singularity is a
consequence of taking the limit of L — O for the interface thickness L. Here we
present some supplementary argument on the singularity issue.

Figure 2.4 show a picture of the three-layer model with a finite thickness L. The
thickness should be large enough to define the electric field and polarization in the
layer, while it is small compared to the scale of the light wavelengths. The nonlinear
source polarization P inside the interface layer is given by

Px,y) (L L
PP(x,y.2) = L 2572
0 (otherwise)

2.52)

Note that the limit of L — 0 recovers Eq. (2.6). In deriving Eq. (5.18) in Sect. 2.1
and Problem 2.1, we used the assumption that the tangential component of the
electric displacement, Dy, has no singularity at the limit, though the nonlinear source

polarization, P,(z), may have a singular component of §(z). In the following we
explain these subtle assumptions.

Let us clarify the assumption by deriving the boundary condition of Eq. (2.8).
The Gauss divergence theorem is applied to Eq.(2.2) in the green rectangular box
in Fig. 2.4, and

Fig. 2.4 Geometry of the z
three layers with a finite
thickness L of the interface. -1/2 12
The cross section of the L2 x (=)
rectangular box is illustrated L

. -L/2

in green

2This problem is motivated by Ref. [2]. The author is grateful to Profs. Tony Heinz and Ron Shen
for clarifying this issue.
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L L L2 3D, 9D
D= )PP -D(-= | / dz | —+ =21
Z<2> Z( 2) " —L)2 o © dy

L2 (op®  apy?
= —4x / dz | —— + —2- | 12
—L/2 ax ay

9 pS 9 PS apsS 9PS
= —47nl’L (——"+ 2 ) =—4n12( Ly 2. (2.53)

ax L ' dy L ax | dy
By dividing with /> and taking the limit of L — 0, we obtain Eq. (2.8),

, L L aPS 9Py
AD,=1lim {D,\ =) —D;|—= ) = —4n +—]. (2.8)
L—0 2 2 ox ay

One may notice that the above derivation includes the assumption that

L2 aD, 3D
lim dz ( 4 —y> =0,
L—=0J_L)2 ox ay

which means that the tangential component of D (D, or Dy) is regular in the
interface layer. If D; had a singular component DZS (x,¥)8(z), then the above
derivation should lead to the following boundary condition,

AD, +V, - DS = —4xV, - P (or AD, = -V, - (4nPS + D,S)) ,

instead of Eq.(2.8). Actually, the term with Df does not appear in Eq.(2.8),
indicating that D;g has no singularity.

This assumption stems from physical consideration of the polarization. In the
present theory, the entire polarization induced in the material is classified into the
nonlinear polarization P® and the remaining, linear polarization P. The former is
treated as the source of charge and current in the Maxwell equations (see Eq. (2.1)),
while the latter is regarded as conventional linear polarization included in the
definition of electric displacement D = E + 47 P. When we adopt the three-layer
model with infinitely thin interface in Fig. 2.1, singular source of P® is allowed
to be located at the interface in the macroscopic radiation theory. However, the
distinction between P® and P is somewhat arbitrary in a microscopic sense. If we
did not distinguish P® and P and treated them just as polarization in the material,
the electric displacement would be alternatively defined as

D°=E +47(P+P?P)=D +47P?, (2.54)

If we employ D° defined as such, it should be regular everywhere because
the system contains no other source of charge or current than P®. Figure 2.5
summarizes the sources of electric field and definitions of E, D and D° in the
present discussion.
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Fig. 2.5 Various sources of Sources of electric field
electric fields and their

relation to E, D, and D°

external ;| true , nonlinear linear
field | charge  polarization @ polarization
i @ P
\ s | il s J
| P s
E
\ J
|

D=E+4zP = ¢:E

\ | J
|
D° =D +47P? =E +47(P+P?) = ¢°E

Since the present theory of SFG radiation in Sect. 2.1 assumes that PS is the only
source of nonlinear radiation generated at the interface, we can safely assume that
D, has no singular component without loss of generality. If there were a singular
component, it should be incorporated into P® so that 47 PS + DZS is regarded as a
new 4z PS.

A.2 Fresnel Factors for Two-Layer Model

The ordinary Fresnel factors at an interface of two bulk media are presented as
follows. Suppose the two bulk media have dielectric constants of €1 and ¢;, or the
refractive indices of n| = /ey, no = /&2, respectively. Figure 2.6 illustrates the
situation that the incident light propagates from the medium i (= 1, 2) to j (5 i),
or reflects back to the medium i. The incident and transmitted angles are denoted
with 6; and ;. The amplitudes of incident, reflected and transmitted electric fields
are EO, E" and E’, respectively.

First, the Snell’s law holds between the incident angle ¢; and transmitted one 60,

n; sin9,- =n; sin Qj. (255)

Therefore, cos 0; is expressed by

cosfj =4/1 —sin29j =

This value becomes imaginary in the condition of total reflection.

(2.56)
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Fig. 2. f ligh
ig. 2.6 Geometry of lights E%, | E'é;

(of P polarization) in the 0 o W
two-layer model N: )/

|
i

n; ! A

J Ll Ele/-
109; ’
)

The ratios of reflected and transmitted field amplitudes to the incident one, r =
E"/E®andt = E'/E", depend on the polarization, P or S. Accordingly, these ratios
are denoted with rp (rs) and tp (¢5) at the P (S) polarization. These ratios are derived
from the ordinary boundary conditions of electromagnetic fields at a plane interface,
and the results are summarized below [3].

* P polarization:

n;jcosf; —n;cosb; 2n; cos 6;

rp= , p= , (2.57)
n;jcost; +n;cosb; njcosf; +n;cost;
e S polarization:
n;cosf; —n;jcosf; 2n; cos 6;
rg = — L/ L ts = d d . (2.58)
n; cost; + n; coso; n; cost +n;coso;

where cos 6 is given in Eq. (2.56).
One can readily prove th_at tp and tg in Egs. (2.57) and (2.58) are equivalent to
Eq. (2.18) by putting &’ = ¢/;

2elq/
elql +¢eiqi
Fi—i — 2q
q' +q’

i

(2.59)

28iqi
slgi + gigl

) in relates the electric field of incident and transmitted lights in Fig.2.6 by
E'é; = F'~J . E%,;. For P polarization, the electric field amplitudes are

cos 0; cos 0 cos 0
E% =E° o |, Ee=E| o |=pE'] o |,
sin 6; sin 6 sin6;

and accordingly

sin6;

. 2.60
sin 9,' ( )



38 2 Electrodynamics at Interface

For S polarization, the electric field amplitudes are

0 0 0
E% =E"(1|, Ee=E|1]|=wE"|1],
0 0
and accordingly
Py =1s. 2.61)

Fio?, F)77, and FiZ77 in Egs. (2.60) and (2.61) lead to Eq.(2.59), by using the
following notations,
i_ o 2

q¢' = ——cosb;, q/=-L—cosb;, & =nl-2, el =n’.
c ¢ J

g" ) denotes the z component of the wavevector in the medium i (j), and &' /) is
the dielectric constant in the medium i (j).

In the following, we examine the Fresnel coefficients at glass-air interface for
example, where we suppose n; = 1.49 for the glass (i) and n; = 1 for the air (j).
The critical angle of total reflection is derived from sinf. = n;/n; = 1/1.49 and
hence 6, = 42.2°. The Fresnel coefficients rp, rs, tp, ts in Egs. (2.57) and (2.58)
are plotted as a function of 6; in Fig.2.7. We notice that these coefficients become

a)r b) ¢
Lot @ rp - () %
0.5

0.0 N

l——30 60 90
0.5
1ok
(©)r

10} s 2.0

0.5 L5

: 1.0f
0.0+ m =4 05|

0.5 00
e -0.5¢
-1.0F -1.OE

Fig. 2.7 The Fresnel coefficients (a) rp, (b) tp, (¢) s, (d) ts for the glass (n; = 1.49) —air (n; = 1)
interface in Egs. (2.57) and (2.58). The abscissas denote the incident angle 6; in degrees. Red lines
stand for the real part while the blue lines for the imaginary part
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Fig. 2.8 Square of the Fresnel coefficients (a) |rp|?, (b) |tp|%, (¢) |rs|?, (d) |rs|? for the glass-air
interface. Other conditions are same as in Fig. 2.7

complex at §; > 6. where the total reflection takes place. The square of the Fresnel
coefficients, which correspond to the intensity ratio, are also plotted in Fig. 2.8 in
the similar manner. The intensity ratio of reflected waves is unity in the condition of
total reflection, |rp|? = |rs|? = 1 at§; > 6., while the transmitted waves attenuate.
It is remarkable in Fig. 2.8 that the intensity of transmitted waves 1|2, |£s|? exhibits
a sharp maximum at 6; = 6, in both P and S polarizations. This enhancement near
the critical angle is utilized to augment the sensitivity of interfacial spectroscopy.

A.3 Fresnel Factors for Three-Layer Model

Here we derive the Fresnel factor F'~/ in Eq. (2.18) for the three-layer model.

A.3.1 Fields and Wavevectors

For the three layer model, the incident light with the wave vector k; and the
frequency w gives rise to four other waves, kg, k7/, kg and kr, as illustrated in
Fig.2.9.
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Fig. 2.9 Light waves
associated to the incident
light k7 in the three layer
model

Each electromagnetic field is presented as
Ex(r,w,t) = Exexp(ikx -r —iwt) +c.c. (2.62)

1
Hx(r,w,t) = E(kx x Ex)exp(iky -r —iwt) + c.c

Hxexp(iky -r —iwt) + c.c. (2.63)

where X = I, R, T/, R', or T. K = w/c is the angular wavenumber of the light
in vacuo. The wavevector kx and the coefficients Ex, H x for each wave X are
summarized as follows.

kX EX HX
qi
ks WK WA
1 k; = 0‘ , E; = Ig , HI:E —-n'Klp |,
—q ky Ip kyls
n'K
q' i
kx nik t 1[4 Rs
R kr=101], Er = Rs s Hrp=—|n'KRp |,
i k K
q _ ™ p kyRs
niK ot
q/
/
kx n,KTP 1 q/TS/
T": kr=|01], Ep= Ty ) Hp = X -n'KTp' |,
—q' k ke Ts'
q X Ty x1s
n’'K
q/ ¢ / I
ky nK 1 —-q Rs
R': kp=|0], Ep = Rg' ) HR/—? nKRp' |,
q ke keRs'
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q T .
kx l’l]K P 1 CIJTS
T: kr=\| 0], Er= Ts , HTZE —n/KTp |,
_q'/ kx T kxTS
—Tp
n/ K

(2.64)
where

kx2 + (qi)z — (niK)Z — 8[[(2
k2 +(g)? = WK)? = ¢'K? (2.65)
ke +(q))* = W K)* =/ K?

and k, is common among the five waves due to the phase matching condition. In
what follows, we determine the relations among the unknown variables, /p, Is, Rp,
Rs, Tp', Ts', Rp’, Rs', Tp and Ty in Eq. (2.64) from the boundary conditions. The
suffixes P and S signify the variables related to P and S polarizations, respectively.

A.3.2 Boundary Conditions

Here we consider three kinds of boundary conditions among the medium i, interface
and medium j for the three-layer model in Fig. 2.9: between (1) i and interface, (2)
interface and j, and (3) i and j. At each boundary, the continuity conditions for E;,
D,, H; and B, are formulated with the help of Eq. (2.64).

(1) Medium i and Interface

AE[ = O:
q' q
. _ / /
[Erx+Erx = Ero+ Erx]: —=(Up+Rp) = —(Tp' + Rp)
(2.66)
[Ery+Ery=Er y+Ery|: Is+Rs=Ts +Rs (2.67)
AD; =0:
; , ek, gky ., ,
¢/ (Ere + Ero) = &' (Bp o+ Er0)| 0 S2Up = Rp) = Z5(T8 = Rp)
n'K n’'K

(2.68)
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AH[ = 0:

1 . 1
[Hix+ Hgx = Hp x + Hir ) qu(ls —Rs) = ECI’(TS/ — Rs")
(2.69)

[Hiy+ Hgy=Hypy+ Hpy|: n'(=Ip+Rp) =n'(=Tp' + Rp")  (2.70)
AB, = A(uH;) = 0: where u = 1 is assumed in the nonmagnetic media.
k k
[Hie+ Hrz=Hp o+ He]: 2 Us+Rs) == (T + R) 27D
In the above six boundary conditions, we notice that Egs.(2.67) and (2.71),

and Eqgs. (2.68) and (2.70) are equivalent and thus there exist four independent
conditions. These four independent conditions are summarized as follows:

i /
From (2.66) : q—i(lp + Rp) = q—/(TP/ + Rp") (2.72)
n n
From (2.67), (2.71) : Is + Ry = Tg' + Rs’' (2.73)
From (2.69) : g'(Is — Rs) = ¢'(Ts' — Rs) (2.74)
From (2.68), (2.70) : n'(=Ip + Rp) = n'(—=Tp' + Rp") (2.75)
(2) Interface and Medium j
AE; = 0 N
[Epiy+ Epy = Er.] : a (T’+R’)—q—jT (2.76)
T ,x R'.x — LET,x| - WK P P —an P .
[Ery+ Eg y=Ery]: Ts' + Ry = Ty (2.77)
AD; =0:
. e'ky gjkx
¢/ Er o+ Er = e/Erc]s 2@ =R = —2Tp  @79)
AHt =0:
. q .., N qj
[Hpx + Hp x = Hr x| : —(Ts' — Rs) = —Ts (2.79)
K K
[Hr y+ Hpy = Hr ] : n'(=Tp' + Rp') = —n’ Tp (2.80)

AB, = A(uH,) = 0:

k)c / i kx
[Hr .+ Hg .= Hr:]: E(TS + R = ETS (2.81)
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In the above conditions of Egs. (2.76), (2.77), (2.78), (2.79), (2.80), and (2.81), we
have assumed that the phase difference over the thickness of the surface layer is
negligible, since the thickness is much smaller than the wavelength. In the above
conditions, Eqs. (2.77) and (2.81), and Egs. (2.78) and (2.80) are equivalent. The
four independent conditions are

From (2.76) : Z—:(TP/ +Rp) = Z—;Tp (2.82)
From (2.77), (2.81) : Ts' + Rs' = Ts (2.83)
From (2.79) : q'(Ts' — Rs') = ¢’ Ts (2.84)
From (2.78), (2.80) : n'(=Tp' 4+ Rp') = —n/Tp (2.85)

(3) Media i and j

AE{ = 0 N
q' q’
E Egry=Er|: ——(p+Rp)=—T, 2.86
[Erx + ERrx T.x) an(P‘|’ P) TR IP (2.86)
[E[’y + ER,y = ET,y] : Is+ Rs =Ty 2.87)
AD, =0:
. . ek ek
|6 (Bre+ Ero) =/ Erc ] —2XUp = Rp) = —2Tp (2.88)
AH; = 0:
q' q’
[Hix + Hgx = Hrx] : E(ls — Rs) = ETS (2.39)
[Hiy+ Hgy = Hry]: n'(=Ip+ Rp) = —n'Tp (2.90)
AB, = A(uH;) = 0:
_ ky ky
[Hi .+ Hg. = Hr]: ?(15 + Rs) = ?TS (2.91)

The boundary conditions of Egs. (2.86), (2.87), (2.88), (2.89), (2.90), and (2.91)
are identical to those for the two-layer model. Therefore, the Fresnel factors to
connect the two bulk layers are same as those derived with the two-layer model,
irrespective of whether the thin interfacial layer is present. Among the above six
conditions, Egs. (2.87) and (2.91) and Egs. (2.88) and (2.90) are identical. Therefore,
four independent conditions are summarized as
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From (2.86) : Z—;(IP + Rp) = Z—;TP (2.92)
From (2.87), (2.91) : Is 4+ Rs =T (2.93)
From (2.89) : q' (Is — Rg) = ¢’ T (2.94)
From (2.88), (2.90) : n'(=Ip + Rp) = —n'Tp (2.95)

Actually Egs. (2.92), (2.93), (2.94), (2.95) are derived from Egs. (2.72), (2.73),
(2.74), (2.75) and (2.82), (2.83), (2.84), (2.85). There are a total of eight independent
boundary conditions in the three-layer model, which are two sets among Eqgs. (2.72),
(2.73), (2.74), (2.75), (2.82), (2.83), (2.84), (2.85) and (2.92), (2.93), (2.94), (2.95).
We choose Eqgs. (2.72), (2.73), (2.74), (2.75) and (2.92), (2.93), (2.94), (2.95) in the
following. These conditions are utilized to determine the relations among Ip, Is,
RP, Rs, TP/, TS/, Rp/, RS/, Tp and Ts.

A.3.3 Solution of Boundary Equations

Using Egs. (2.92), (2.93), (2.94), (2.95), following two relations are readily derived:

B gigl —eigl
elql +¢e/q!
g —q)
Rs = pran Ig. 2.97)
P component By using Eq. (2.96), Egs. (2.72) and (2.75) are converted to
n'qi elgl —elgi 2n'niqiql
TP/+RP/= i <1 ﬁ Ipzﬁlp, (298)
n'q g'q) +elq q'(e'q) +¢/q")
n' glgl —elq! nt 2elg
PO T ( e'q’ +€fq’) neigi+eigi’ 29

Equations (2.98) and (2.99) allow us to relate the P component of the electric field
in the interface layer (Tp’, Rp’) to the P component of the incident field (Ip).
Using these equations along with Egs. (2.64), the following relations for the x and z
components are derived:

l 4 n'ntatal
q (Tp' + Rp) = q nnqdq

E+ En . = _— ]
Tt BRe= 0 n'K q'(sigi +eig) "



Bibliography 45

C]/ 2n/niqiqj nK 28iqj .
= 7 o N [’XZ*E]J:F;;)]'E]’X,
n'K q'(e'q) +¢elq") ¢ g'q) +¢elq
(2.100)
ky ke nt 2elgt
E "\Z E (7)) = T /—R ! = ——I
7(2) + Ep(2) n/K( P P) WK n (eigi +eigh
ke n' 28lqt 'K e 2elqg i
= /x —/*—E[’Z:—/*E[’ZZFZIZ_)]'E]’Z.
n'K n' (elq) +¢elq') ky g (glg/ + gl qgh)
(2.101)

S component The y component is derived from the S polarization in the same way.
Using Eqgs. (2.64), (2.73), and (2.97),

Ery+Eg = Ts' + Rs' = Is + Rg

B 9 —q’\, _ 2q _ i)
= (1) = gt = A B )

Fresnel t_’actor The above equations (2.100), (2.101), and (2.102) derive the Fresnel
factor F' ™/,

2eiq/
elql +eig/
q'+q’/
2¢etel q
g elql +¢&iql

: (2.18)

i

The above derivation clarifies that the Fresnel factor F'~/ in Eq.(2.18) for the
three-layer model describes the total (7’ + R”) electric field inside the thin interfacial
layer.
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Chapter 3 )
Microscopic Expressions of Nonlinear Qe
Polarization

Abstract In the SFG processes described in the preceding Chap.2, material
properties were treated as given parameters. This chapter formulates the mate-
rial properties relevant to the SFG spectroscopy from a microscopic viewpoint.
The most important property in the SFG spectra is the frequency-dependent
second-order nonlinear susceptibility tensor, x® (2, w1, wy). We derive x® by
the quantum mechanical perturbation theory of light-matter interactions. In the
vibrational SFG spectroscopy, vibrational resonance plays a critical role in the
nonlinear response of polarization. We further discuss some basic features of x,
including the relation of its tensor elements to the light polarizations and molecular
orientation.

Keywords x® - Perturbation theory - Vibrational resonance - Molecular
orientation

3.1 Density Matrix

In the present discussion on the light-matter interactions, we employ the semiclas-
sical description that the material is treated by quantum mechanics while the light
is treated as classical electromagnetic waves which perturb the material states.' The
quantum states of materials in condensed phase are expressed preferably with the
density matrix rather than the wavefunction, for the reasons described below. Before
discussing the nonlinear susceptibility, we briefly introduce the density matrix and
summarize its merits [1, 13].

I'The semiclassical theory suffices for properly describing susceptibilities of materials, including
the nonlinear ones, as the light fields provide perturbation on the materials states [12].
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48 3 Microscopic Expressions of Nonlinear Polarization
3.1.1 Definition

First we begin with a simple case that the quantum state of material is expressed
by a wavefunction v (r, ¢), which is a proper superposition of energy eigenstates,
{pn(r) exp(—i&nt /R)};

Y=Y [c:,a) exp (_f !

n

)} $n(r) =Y ca®)pu(r). 3.1)

We suppose that the set of eigenstates {¢,} are orthonormal and the wavefunctions
Y is normalized. The normalization condition for i is

> len®PF = 1. (32)
n
The expectation value of an arbitrary physical quantity A at this state v is

(A@) = (WOIAlY (1)) = chn(t)*cm(t) (n|Alm) . (3.3)

Now we introduce the density matrix o (¢). Its matrix element p,,, is defined to be
Pmn(t) = cp (t)*cm () (3.4)

on the basis of the energy eigenfunctions {¢,}. Note the order of suffixes m, n in
Pmn and its Hermitian character, p;,, = p,\,,. According to Egs. (3.3) and (3.4), the
expectation value (A(#)) could be written using the density matrix p by

(AD) =YY PunAum = Tr [pAlL (3.5)

n

The diagonal element p,, = |c,|> means the probability to find the state n. The

normalization condition (3.2) is written by

> own =Tr[p] = 1. (3.6)

On the other hand, the off-diagonal element p,,, (m # n) represents the coherence
between the states m and n, as we discuss later (see Appendix A.1).
The time development of the density matrix p is defined from the Schrodinger

d .
equation for v, i 8_1? = H1r. Substituting the expression of ¢ in Eq. (3.1) into this

Schrodinger equation, we get the equations for the coefficients {c,, (¢)},

R dcm(t)
ih . =2n:Hmncn(t). (3.7)
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Therefore, the time development of p () is defined by

in em (1) + c,,(t)*%)

dpmn(t) —ih de, ()"
dt dt

==Y Hic®)*em(®) + Y ca®)* Hyiey(t)
I l

== Hinpmi(t) + Y Hpipin(t) = [Hp(t) = p(t)Hy - (3.8)
I l

Equation (3.8) is called the Liouville equation.

3.1.2 Features and Advantages

The density matrix p offers an alternative means for the wavefunction v to represent
the quantum state of the system. The merits of employing the density matrix
over the wavefunction are manifested when considering (i) statistical ensemble of
quantum states, and/or (ii) quantum states of a partial system embedded in a large
system, such as a solute molecule in solution. We discuss these two situations in the
following.

(i) Ensemble of States

Most of experimental measurements in molecular science usually observe an
ensemble of molecules, except for special cases of single molecule measurements.
Therefore, ensemble average tends to be involved and plays an important role in
interpreting the ordinary experiments from a microscopic viewpoint.

Let us consider an ensemble of quantum states consisting of ¥/, where the
probability of finding the state j is P/. (Each ¥/ is supposed to be normalized,
but need not be orthogonal each other.) In such a situation, the expectation value of
a physical quantity A in Eq. (3.3) is given by taking the ensemble average over the
states j,

ensemble

A0) — Y P O 0) =303 3 PIchn) cho) (nlAlm).
J j n m

Hereafter the ensemble average is denoted with the overbar. The above formula is
accordingly expressed by

(A®D) — (ADO) =G OIAO) =YY cal*en(®) (n|Alm).  (3.9)
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We notice that (A(¢)) involves two kinds of average manipulations, the quantum
mechanical average for the wavefunction v/ and the statistical average over the
ensemble j. The definition of the density matrix o in Eq.(3.4) is accordingly
extended to take account of the statistical ensemble to

ensemble

pun(®) =Y Plel0)*ch(t) = e e D). (3.10)
J

Such ensemble of states is called “mixed state”, whereas a state represented with a
single wavefunction is called “pure state”. The density matrix p in Eq. (3.4) account
for a pure state, while that in Eq. (3.10) for a mixed state.

Then we extend the formulas of p in the preceding subsection to the mixed states.
However, it is rather surprising to confirm that the fundamental formulas of p are
unchanged by the extension of p. The following formulas are valid for the mixed
states as well as the pure states,

* Eq.(3.5): expectation value (A(t)) or (A(?)),
* Eq.(3.6): normalization condition,
¢ Eqg. (3.8): time development (Liouville equation),

once we replace p in Eq. (3.4) with that in Eq. (3.10).

[Problem 3.1] Confirm that Egs. (3.5), (3.6) and (3.8) are valid for the mixed states
as well.

The density matrix allows us to treat pure states and mixed states with the common
formalism. This is a remarkable advantage of the density matrix in treating ensemble
of states. We also note that it is possible to distinguish whether a given density
matrix p refers to a mixed state or a pure state by the following criterion,

Tr[p?] =1 for pure state, (3.11)

Tr [,02] < 1 for mixed state.

[Problem 3.2] Prove the criterion Eq.(3.11) to distinguish the pure state and the
mixed state. Recall the normalization condition of states and the Schwarz inequality
for inner products.

On the other hand, the wavefunction is not as convenient as the density matrix
to treat the mixed state, since the mixed state is not represented with a single wave-
function. One cannot take the statistical average for the wavefunctions themselves,
since an “ensemble averaged state” = j P74/ would be a completely different
state! For example, the expectation value would be different as follows,
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ensemble

(Y1A[p) = Z Z PJ PR (6)*ck (t) n| Alm)

ensemble

Z > Plel @) ch()in|Alm).

n,m

If the mixed state is treated with the wavefunctions 1/, one should have to treat the
properties (expectation value, time development, etc.) at each wavefunction v/ and
then to explicitly take the statistical average over the wavefunctions.

(ii) Partial System in Bath

The density matrix is also advantageous in describing a partial system buried in
a large system when our main interest is focused on the partial system. Such a
situation is quite common in chemistry in condensed phase, e.g. a solute molecule
in solution. The wavefunction is hard to account for such situation. This is because
treating the wavefunction for the entire system may be tedious, and the wavefunction
for a partial system is not well defined when it interacts with the rest (called “bath”).

To illustrate such situation, we assume the collective coordinates of a partial
system and the bath to be r and R, respectively. The partial system has a set
of eigenstates {¢, (r)} of the Hamiltonian for the partial system itself. Then the
wavefunction of the whole system W can be expressed in principle with the
superposition of {¢, ()} in the same way as Eq. (3.1),

V(r,R,t) = ZCn(R, 1), (r). (3.12)

Treating W (r, R, t) in Eq. (3.12) may be tedious, as the coefficients C,, explicitly
depend on the bath coordinates R. However, in case that we are interested in a
physical quantity for the partial system A, its expectation value is given by

(A(D) = (W|A|W) = >3 " (Co(R, )|Cu (R, 1)) (n|Alm) ,

where A is supposed to be a function of the system coordinates r. We could take the
statistical average over ensemble to get

(A®) = (WA[W) = Y > (Cu(R, DICu(R. 1)) (n|Alm) . (3.13)

n

Accordingly, we can define the density matrix for the partial system to be

Pmn (1) = (Co(R, 1)|Cin (R, 1)), (3.14)
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and thereby Eq. (3.13) becomes equivalent to Eq. (3.5) in terms of the expression
of the expectation value. We note that p,,,(#) in Eq.(3.14) does not include the
explicit bath coordinates R any more, as they are averaged out in the right hand
side. Equations (3.13) and (3.14) provide a closed description of the partial system
within the coordinates r. The density matrix for the partial system in Eq. (3.14) is
sufficient to describe the physical quantity A for the partial system, with obviating
details of the bath wavefunctions C,,.

A remaining issue is to determine the time development of the density matrix thus
defined. The time development of the partial system could not be represented by the
Liouville equation (3.8) with the Hamiltonian for the partial system H, because the
time development is influenced by the interaction with the bath. One could describe
the time development using the Hamiltonian and density matrix (or wavefunction)
for the whole system, though such a way is not compatible with the merit of using
the density matrix formalism. Here we avoid the tedious route to treat the whole
system, but rather focus on the time development of the partial system itself in a
closed, phenomenological way.

When the partial system interacts with the bath, an outstanding feature arises that
the partial system approaches thermal equilibrium. This is a quite general tendency,
irrespective of the details of the interaction with the bath. The thermal equilibrium
is represented as a mixed state, where the probability of state n is proportional to
the Boltzmann factor exp(—&,/kpT) and the off-diagonal correlation vanishes by
random fluctuation. Therefore, the thermal equilibrium is specified by the following
steady-state density matrix,

eq exp (=& /kpT)
mn = Smns 3.15)
= S exp (=€ ks T)

where kp denotes the Boltzmann constant and 7 the absolute temperature. To
incorporate this relaxation in a simple and phenomenological manner, the Liouville
equation of (3.8) is extended to

dpmn (1)

i
! dt

= [Hp(t) — p(t) Hlpp — i mn (Omn (1) — o) » (3.16)

where the second term in the right hand side is added to account for the relaxation
to the thermal equilibrium. The parameters for relaxation rates I';,,, are real and
positive, and also symmetric with respect to the suffixes m, n, I'y,, = Ty, due
to the Hermitian condition for the density matrix (p;,, = Pmn). The following
discussion on the susceptibilities will be derived from the extended Liouville
equation of Eq. (3.16).

Finally, we note in passing the validity of Eqgs. (3.16) and (3.8). The states m, n
in Eq. (3.16) refer to a system in a bath, and the damping parameter I';,, stems from
perturbation from the bath. If the states m, n refer to the entire system (system +
bath), the Liouville equation of Eq. (3.16) becomes Eq. (3.8) with obviating I';,;,.
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The states for the entire system (system + bath) are hard to treat in practical
applications. However, in some occasions, the original formula of Eq. (3.8) is more
convenient than Eq.(3.16) to deal with formal properties of the susceptibilities,
since the discussion becomes free from the phenomenological parameter. We will
encounter such occasions in Sects. 4.3 and 7.4.

3.2 Perturbation Forms of Susceptibilities

3.2.1 Perturbation Expansion of Density Matrix

Based on the density matrix introduced above, let us discuss the quantum formulas
of susceptibilities [1, 13, 15]. We begin with the general perturbation theory of
materials by lights, and apply the formulas to the first-order susceptibility. In what
follows, the material in question is arbitrarily chosen, either a single molecule or the
interface system of condensed matter, since the following formulas are commonly
applicable.

We define the zero-th order state without the perturbation. Before irradiating the
light, the material is in the thermal equilibrium state,

1 H, H,
) _ eq _ _ o — _0
pe=r 0 exP( kBT) (Q_Tr[eXp< kﬂ)])’ G4

where Hy is the Hamiltonian for the material system. (If it is embedded in
the bath, Hy refers to the partial system.) Q is the partition function for the
canonical ensemble. The above expression for p® is equivalent to Eq. (3.15), though
Eq. (3.15) shows the matrix element on the basis of energy eigenfunctions {¢, }
(Hopn = gnd)n)'

Then let us turn on the light and allow it to interact with the material.
Consequently, the Hamiltonian changes from Hj to

H=Hy+H =Hy—pn-E@). (3.18)

The second term H' = —p - E(t) represents the perturbation, which is the
interaction between the electric field E and the dipole moment of the material u.
This expression is based on the electric dipole approximation for the light-matter
interaction, on the assumption that the dimension of surface layer is much smaller
than the typical wavelength of light. We also note that the light-matter interaction
Hamiltonian H' in Eq. (3.18) takes account of only the electric interaction, because
the interaction energy with the magnetic field is significantly smaller than with the



54 3 Microscopic Expressions of Nonlinear Polarization

electric field for nonmagnetic materials (see Appendix A.2).2 The electric field E (¢)
in Eq. (3.18) is expressed by the superposition of oscillating fields like Eq. (1.3),

Ey(t) =) Eq(ax) exp(—iwxt) (@=x~2)
k

= E4 (w1) exp(—iwit) + E4(w2) exp(—iwzt) +--- +c.c.
The perturbation by this electric field alters the density matrix from p© to p,
0=pO 4 M4 )@ ..

By substituting this perturbation expansion of p in the Liouville equation (3.16), we
find that each order of perturbation has to satisfy the following equation.

d (0’)
dt mn

PR
J-st: i 2L [Ho,p(”] + [H’,p“’)] — W) (320)
dt mn mn

O-th: ih

2

.. dpmn 2
2-nd: ik =[H, U]
nd: in=r 0, 0

+[#.00] —inlael (G20

mn mn

The matrix elements in Egs. (3.19), (3.20), and (3.21) are represented on the basis set
of energy eigenstates that satisfy Hy [n) = &, |n). The zero-th order equation (3.19)
means that the original state p(® in thermal equilibrium is a steady state. Since

(0) (X

0@ = p® in Eq. (3.15) is diagonal, it is expressed by oy, = on Smn hereafter.

3.2.2 First-Order Susceptibility

The first-order equation (3.20) is expanded by the energy eigenstates,

dp(l)
dt

ih

b0, 0]

= (En = EpSh + (mIH'In) (02 = o) — iy plL).

+ I:H/7 p(o)] - ihrmnp,(nlyz

mn mn

2We extend this treatment to include the interaction with electric quadrupole and magnetic dipole
in Chap. 7.
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This equation is written using wy,, = (&, — &,)/h by

d,o(l)
dt

» d (.
—e (lwmn+rmn)ta [e(lwllln+rnln)tp£nl’?l (t)} ,

which can be readily integrated to obtain the following form,

e(iwmn+rmn)t (1)(t) — (O) 0))/ |H (T)|Vl (iwmn'f‘rmn)fdt

— (0) (0))/ Z m|Mq|n ZE (wp)e T e (t0mn+Tmn)T g1

©) _ (0) o (—i@k+imn~+Tmn)t
m n E4(w
<p >Z ] Z (o) S

In the above integration, the boundary condition at t — —oo was set to be
p(t) = p©, assuming that the system was in thermal equilibrium in the past before
irradiated by light. Therefore, we have the following expression for p((r),

—iwit

P @) = — (o) — (O))Z mlugln) ZE (@) : (3.22)

Wi — Wy + 1

Equation (3.22) presents the first-order perturbation of the density matrix by the
electric field E of light. The perturbed state results in the induced polarization
PO,

PO =T [1pp 0] =l lm) 53 e)

m,n
0 0) —iwgt
= - n m m n E (o
;w ) (nlpplm) Y~ (mlpgln) Y " Eq v
q k
=> " PP (awp)e . (3.23)
k

The above formula allows us to derive the first-order susceptibility of the material,
x P (w), which is defined with the induced polarization by the oscillating electric
field E, (w)

PV (@) = x5 (@) Eq(w) (3.24)
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Comparing Egs. (3.23) and (3.24), one gets the form of D (w) as

Dy ) _ (0) ”|“p|m>(m|“q|”> 325
X (@) = Z(p o) e T (3.25)

Equation (3.25) is equivalently written in the following,

Xpq § W — wpg + il  + wpg + il

() (@) = %ZP(O) [_(glupln)(nluqlg) N (gluqln)(nm“g)}

&.n

=0 X5 (@). (3.26)
8

The last expression of Eq. (3.26) allows for the 1nterpretat10n that x pq) (w) is given

by thermal average of the susceptibility at the state g, x pq ¢ (w), over the population
distribution of g.

3.2.3 Second-Order Susceptibility

The second-order susceptibility x  is derived from the second-order perturbation
of the density matrix p® in Eq. (3.21), or in the following form,

dpr(nzig . @ @ ([ ()
+ iomnp + Tunpl) = == H'. 0 @] . (3.27)
dl h mn

Substituting p1 of Eq. (3.22) into Eq. (3.27), we get the expression for p),

X~z
Pim(0) = = 2222
j.k p.q

(0

) _ (0))(m|ﬂp|l>(l|“q|”) (p® (0)) (m|“q|l>(l|“p|”)
o — wip + 1Ty " Wi — Wi + 1Ty

1
(wj + wi) — Wpp + iy

Ep(w))Eq(wy)e @itent, (3.28)

[Problem 3.3] Derive p® (1) in Eq. (3.28).
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Therefore, the second-order induced polarization PP1)is

PO ="Te [ 0@ = taluerIm) p2)0)

m,n

1 S0 o mlupl){liugn)
=—— (n|py|m) {(P( =Py )
= m}ﬂi ;ZZ !

Y wk — @i + il

0
—(p0—p)

Ep(@))Eq(wy)e @itedt,

<m|uq|l><lmp|n>} 1

Wk =W +i g (wj+wk)_wmn+i |

(3.29)

The second-order nonlinear susceptibility X;%)r (2, w1, wy) is derived from this
equation, by considering two incident fields, E,(w;) and E,(w;), with specific
directions (g, r) and frequencies (w1, wz). Then the sum frequency polarization
along the p direction, Plgz)(Q = w] + w), is induced by

PP (Q =01+ w) = x52.(Q 01, 02) Eg(@1) Er (@) (3.30)

where p, g, r denote the spatial coordinates x ~ z. To compare Eq. (3.30) to (3.29),
we find that the induced polarization Pl(,z)(Q) corresponds to a pair of terms,
E4(w1)Er(w2) and E,(w2) Ep(w1), with exchanging the suffixes (p <> ¢) and
(j < k) simultaneously in Eq. (3.29). Therefore, the expression of x 1(31)r becomes

(2

qur(Qv wi, 0)2) = -

LS (nliepbm)
— nlu,lm
hzm,n g

©) ©) (mlpql) (Ul arn) ©) ). {mlprll) (g n)
Z o —pp )————— (O =) )—————
; wy —wp + il @ — Wy + 0y

1
' Q — wmp + il

0 (m|p 1) g ln 0). \mlug|l) (Llprn)
+ (;01( ) —P,(,O))—r ( k ) — (o0 —pl( ))—< all 4
w) — wp + il w1 — @p1 + il

1
—} 3.31)
Q — wppn + il

We should note that the perturbation formula of x ®) has a number of variations by

different notation of suffixes /, m, n. For example, the following expression is also
seen in literature,
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1
Xy (Q o1, 00) = — > pl¥

2
h g.n,m

(glupln)(nlug|m){miun,|g) (glupln)(nlw,Im)(mluglg)
(Q—a)ng—i—irng) (wz—wmg+irmg) (Q—a),,g—i—il",,g) (wl—a)mg—i—irmg)

(glurlm){mugln)(n|upylg) (gluglm)(mlpw,In)(n|wplg)
(Q4wng+iTng) (W24 @mg+iTmg)  (Q+wng+iTng) (01 +wmg+ilmg)
(glprlm)(m|ppln)(nlmnglg) ( 1 1 )

- - ; + -
(2 — wpm +iTym) @2 + Opg + lrmg W] — wyg + il

(gluglm)(mlppln)(nlurlg) < 1 1 )}
- ; ; + ;
(2 — wpm +iTpm) W2 — wpg + il w1 + wpg + T,

=2 X (R w1, @2). (3.32)
8

This expression is amenable to the similar interpretation with Eq. (3.26) that x I(,Zq),

is given by thermal average of the susceptibility at the state g, x ﬁ)r» ¢» over the
population distribution of g. The factors emphasized with bold fonts are discussed
in the following section.

3.3 Properties of y?

The above equation (3.32) for x @ (2, w1, wy) is used to discuss qualitative features
of nonlinear susceptibility. We summarize some fundamental properties of x
in relation to the surface spectroscopy. This section deals with the mechanism of
resonance in x(z) in Sect.3.3.1, the relations of x(z) to molecular orientation in
Sect. 3.3.2, and to light polarizations in Sect. 3.3.3.

3.3.1 Vibrational Resonance

Since x® governs the SFG signal, its frequency dependence describes the spectral
shape. In particular, the dependence of x ® on the infrared frequency w; is essential
for interpreting the vibrational SFG spectroscopy. The w, dependence of x® is
mainly attributed to vibrational resonance, as discussed in the following.

Among the terms in the right hand side of Eq. (3.32), some denominators includ-
ing wy, such as (w2 — @mg + iTme) and (w2 — wpg + iye), are emphasized in a
bold font. These denominators indicate resonance when w; is close to wpg Or Wy,
ie.wy X wpg = (En—Eg)/horwr ~ w,, = (£, —Eg)/h. Suppose w; is an infrared
frequency, the state m (or n) in resonance is usually a vibrationally excited state.
Other bold denominators including w; in Eq. (3.32), such as (w2 + @mg + ilmg),
also imply the possible resonance at wy X~ —wp, in case of Wy, < 0(E, < &,) that
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the initial state g is a vibrationally excited state. Therefore, one could categorize the
terms in Eq. (3.32) into those including the above-mentioned resonant denominators
(@2 — wmg + il g), (W2 — @wpg +ilyg), (W2 + @mg + i) and the rest. The
former is called the vibrationally resonant terms and denoted by x ®-™S, while the
latter is called the nonresonant terms x *"°"es - Accordingly,

X[()%j)r — X[()%I)rres 4 X[()%I)r,nonres, (3.33)
where
X5 (Q, w1, ) = Z py”
g.n,m
(glupln)(nlpmglm)(miprlg) — (gluglm)(mipp|n)(n|pr|g)
(Q—a)ng—i—il",,g) (wz—wmg+irmg) (L—wpm+iThm) (wz—wng+ir,,g)
(glprlm)(mipgln)nlmwplg) — (glpr|m)(mlppln)(n|ungylg)
(Q+wng+iThg) (@2+0mg+iTmg)  (—um+iTum) (024 @mg+iTmg)
(3.34)
and

ﬁ])rnonre%(sz w1,a)2) h2 Z p(())

g.n,m
(glupln) (nlwrlm)(mipnglg) B (glprlm)(mippln)(niiglg)
(Q—wng+iTng) (01 — Wmg +iTmg) (2 — @um + iTum) (01 — @ng + iThg)
(glpglm)(mipr|n)inlpplg) — (glpglm)(mlpwpln)(nipmrlg)
(Q+wng+iTng) (01 +Omg+iTmg)  (QL=@um~+iTnm) (@1 +@mg+iTmg)
(3.35)

x @™ in Eq. (3.34) is further modified to

xf,%},r“(sz, o1, )

3 p0 (8lppln) (nlpg|m) (m|ur|g)
h2 (2 — wng + iTng) (02 — Wmg + iTmg)

g.n,m

_ (8lpglm) (mippln)(nlprlg)
(€2 — wnm +iCym) (U)Z — g + ian)
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1
s

3 0 [( (glurlm) (mlugn)(nlmplg)

g Q + wpg +iTng) (w2 + Wmg + iTmg)

g,n,m

C (glpelm) (mlppln)(nipglg)
(2 — opm +iTpm) (w2 + wng + irmg)

1 o | (lpln)(nluglm) — (glugIn)(nlwplm) (m|urlg)
=?Zp§)[(gﬂ J{nlpglm) (gl 1 } 1rlg

Q — wpg + il Q4w +iTam W) — Wmg + il

g:n,m

) — wmg + Uy

r Ly o (8liqIn) nliaplm) —{glupln){nluglm) | (min,lg)
W2 2 P O o + iTum 2 — g + iTng

g.n,m

1 (glotpq ()1m) (m|pr|g)
=—= O _ 5O “ 3.36
- ;1: (pg Pu ) > —ame 4 T (3.36)

where the last expression includes the matrix elements of the Raman tensor
(glapg (22)|m) defined by

Q =—=
<g|apq( )|m> Q —wyg + il Q+ wpm + ilpm

;Z[(gluplnﬂnluqlm) (8|Mq|”>(”|“1’|m>}, (3.37)

n

The matrix element (g|oepq(52)|m) is associated to the transition probability of
Raman scattering from the state g to m [2, 8, 10, 11]. The diagonal element at
g =m, (g lot pg (S2) |g), is equal to X},L{g (2) in Eq. (3.26), the first-order susceptibility
at the state g. We also note that the nonresonant term x (-"°" in Eq. (3.35) can be
represented in the same manner to be

X(Z),nonres _ _1 Z <p(0) _ p(0)> (g|apr(§2)|m)(mmq|g). (3.38)

par T h 8 " w1 — Wmg + il

g,m

The x(z) expressions in Egs. (3.36) and (3.38) include product of the transition
dipole moment (m|u|g) and the Raman tensor (g|e(£2)|m) in the numerator.
Therefore, the SFG process includes both infrared active ((m|u|g) # 0) and
Raman active ((g|a|m) # 0) transitions. This conclusion is in accord with the
basic selection rule of SFG in Chap. 1 that a system having inversion symmetry
has no active vibrational mode to SFG due to the IR-Raman mutual exclusion
theorem.

The principal difference between Eqgs. (3.36) and (3.38) is seen in w; (infrared)
or wp (visible) included in the denomenator. In the vibrational SFG spectroscopy,
the vibrational transition could be in resonance with the infrared frequency w;. The
vibrationally resonance term x®™ could be interpreted formally as successive
transitions by the infrared absorption and anti-Stokes Raman scattering, as schemat-
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Fig. 3.1 Schematic |n)
illustration of vibrationally E—
resonant term x @ in the

vibrational SFG spectroscopy. o __________.
w» is in resonance with the

energy gap between the (gla|m)
vibrational ground |g) and Q| o

excited |m) states. The

intermediate state |n) may be

off resonant fromw;jor2 |- ______.

Ve mimig) ] omg
|g)

|m )

ically illustrated in Fig. 3.1. The main resonance term of x I()Zq)’:res in Eq. (3.36) has the

following spectral lineshape as a function of w,

—C —Cho (02 — W)
Xﬁ])r,res(wz) ~ mg : — mg - mg2
w2 — Wmg + lrmg (w2 — wmg) + Fmg
Cing Uimg

I s (3.39)
(w2 — wmg)z + F,%g

where Cog = (1/0)(pS" — pi) (gletpg ()Im) (mlpe,1g). Equation (3.39) is a
complex Lorentz function with the central frequency w2 = wy,g and the width I'y;,,
and Fig. 3.2 illustrates the w»> dependence of its real and imaginary parts. On the
other hand, the nonresonant term x ?-"°"es does not show such dependence on ws.
In a limited frequency range of w; in usual vibrational SFG spectra, the nonresonant
term can be approximated as a constant with respect to w,. Therefore, x ® is often
represented phenomenologically as a superposition of a constant background C°
and some Lorentz functions in the form,

N

XDy~ =3

k=1

Ck

o — o 1Tk’ (3.40)
Equation (3.40) is often employed in fitting experimental spectra, where the
ingredient parameters C 0 and {C k ok, Tk } (k = 1 ~ N) are determined so as
to reproduce the experimental spectra.

In the above discussion we focused on the vibrational resonance with w; in
x @ (R, w1, ). Conventional applications of vibrational SFG spectroscopy usually
employ a fixed visible frequency w; in electronically non-resonant condition.
When the frequency €2 is far off the electronic transition energy (2 < wpg
in Fig.3.1), the Raman tensor «p, is well approximated with the polarizability
tensor [14] (see Appendix A.3). In the following discussion we mainly deal with
vibrationally resonant but electronically non-resonant conditions in the vibrational
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Fig. 3.2 Schematics of Lorentz functions in Eq.(3.39) in the case of (a) Cpg > 0 and (b)
Cmg < 0. Real and imaginary parts are written with blue dashed and red solid lines, respectively.
Right pictures illustrate corresponding molecular orientations of water and methyl group, as
discussed in Sect. 4.2

SFG spectroscopy, though the SFG process involving the electronic resonance has
been also discussed [4, 16-18].3

3.3.2 Relation to Molecular Orientation

Next we discuss the values of the x® tensor elements. The x® tensor can be
represented in an arbitrary coordinate system, and the values of the tensor elements
vary with the rotation of the system or the coordinate. Here we formulate the relation
between the tensor elements and orientation. The relation offers a useful clue to
investigate the orientation of molecules at interface by the SFG spectroscopy [9].
Let us recall that the x @ formula of Eq. (3.31) or (3.32) is applicable to either a
molecule or the interface system. When p and u are defined for a single molecule,
Eq.(3.31) or (3.32) gives the second-order susceptibility for the molecule, usually
called the molecular hyperpolarizability &® (Q, w1, w2). When p and u are defined
for the interface system, the x @ formula gives the second-order susceptibility of the

3The SFG with electronic resonance involves the Raman tensor in electronically resonant
condition, and thus related to the resonance Raman scattering. The vibrational SFG spectroscopy
including electronic resonance plays an important role in the chiral applications in Chap. 8.
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interface. The hyperpolarizability of an individual molecule a‘® and the nonlinear
susceptibility of the interface x ® are treated on the same formulation. The relation
between x @ and a® is discussed as follows. In the following formulas about
molecular orientation, the suffixes p, ¢, r stand for the space-fixed coordinates
(x,y,z), while p/, ¢/, ¥’ for the molecule-fixed coordinates (&, n, ¢).

Two Factors: Density and Orientation

Suppose that the interface system consists of molecules, the second-order sus-
ceptibility of the interface x® is approximated by the sum of the second-order
susceptibility of constituent molecules a?,

) AN y? NP
Xoor Y o =N -y, (3.41)

=1

@)

N
1
where the suffix / stands for the constituent N molecules, and & g, = N Z a?
=1

l,pgr

is the average of &® in the space-fixed coordinate. Equation (3.41) indicates that

X 1(,%1), is proportional to the number of molecules N and the average of hyperpo-

larizability ozfq),. afq), is the average over molecules with various orientations, and

thus an index to the orientational order of the molecules. The two factors, number
density and orientational order, are regarded to govern the intensity of SFG signal
in a qualitative sense.

We note that Eq.(3.41) expresses the nonlinear polarization of the whole
system simply as the assembly of the induced polarizations of molecules. This
x@ expression of Eq.(3.41) is widely utilized in qualitative analysis of SFG
amplitude. However, this expression neglects dielectric coupling among molecular
polarizations, and the underlying approximation can break down in Sect. 9.3 [6, 7].
More accurate treatment of polarization will be provided in Chap. 5.

Rotational Matrix

Equation (3.41) relates the tensor elements y ,(,%,), and a;zq)r on the common space-

fixed coordinates. However, the molecular property of afyzq)r is conveniently pre-

sented on the molecule-fixed coordinates, while Xﬁz)r is usually given on the
space-fixed coordinates of the experimental geometry. Accordingly, we define
the transformation of the hyperpolarizability tensor a® from the molecule-fixed
coordinates (namely &, 1, ¢) to the space-fixed ones (x, y, 7).

We denote the unit vectors along the molecule-fixed axes &, n, ¢ by ez, e, e,

respectively, and the unit vectors along the spaced-fixed axes x, y, z by ey, ey, e;.
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Fig. 3.3 Definition of the
Euler angles {¢, 0, ¥}

Then the relation between the two sets of unit vectors is given using the direction
cosine matrix D,

ey e; (ex - eg) (ex-ey) (ex-er)
e,| =Dle, |, where D=|(e,-ec) (e,-ey,) (ey-e) (3.42)
e; (F (e;-e) (e;-ey) (e;-er)

The matrix D represents the rotation of the axes, which is given with the Euler
angles (¢, 6, ¥} by*

cos ¥ cos ¢ — cosf sing sinyy —siny cos¢p — cos @ sing cosy sinb sin ¢
D = | cos ¥ sing + cos O cos ¢ sinyy — sin ¥ sin @ + cos 6 cos ¢ cos Y — sin 6 cos ¢
sin V¥ sin 6 cos i sin 6 cos 6
(3.43)

The present definition of the Euler angles after Goldstein [3] is illustrated in Fig. 3.3,
though the way of their definition is not unique. When we express the coordinates
of a vector in two ways, by (£, n, ¢) in the molecule-fixed coordinates and by
(x, y, z) in the space-fixed coordinates, the following relation holds between the
two expressions,

x 3
y|=Dln]. (3.44)
z e

Comparing Eq. (3.44) to (3.42), we notice that the rotations of coordinates and axes
apparently take the same form of transformation. This is in accord with the fact
that an arbitrary vector r can be represented in either space-fixed or body-fixed
coordinates,

r=xe;t+ye,+ze, =5e+ne,+ e,

4¢ and v in Fig. 3.3 and Eq. (3.43) denote the Euler angles, according to the conventional notation.
Distinguish them from the quantum states in this chapter.
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which can be converted each other using Eqgs. (3.42) and (3.44) as

x 3
xectye,+ze,=(ece e)|y|=(ece,e.)D -Dn
z ¢
§
=(eceye) |n|=6e+ne;+ e
¢

D in Eq. (3.44) is called the rotational matrix,> and the transformation of Eq. (3.44)
holds for any vector (first-rank tensor).

Now let us express Eq. (3.41) with the «® elements in the molecule-fixed coor-

dinates. The molecular hyperpolarizability a® is represented in two ways, ag,zq)fpace
in the space-fixed coordinates or a;%;’,gl,d in the molecule-fixed coordinates. As a‘?)

is a third-rank tensor, the two representations of ® elements are related by

E~CE~TE~T
2 2 1
P — § :2 :2 "Dy Dyg Dyt i (3.45)

Therefore, x ,(,%1), in Eq. (3.41) is represented by

molecule molecule §~¢ §~¢ E~¢

Xiar = D2 g = Z ZZZDI 2 Prgq Prrrygys (3:46)

l

using the rotational matrix D; specified for the /-th molecule. The average a},zq), in

Eq. (3.41) is accordingly expressed by

N §~0&~08~¢

% = Z Z Z Z Di.pp'Dr.qq Prrr 0‘;2/;/31/01

llp’

- Z Z Z Dy Dag Dy i, (3.47)

5The rotation matrix is often introduced with D~! = DT, which satisfies

e e & X
e, | = DT ey and n|=2T|y].
e; e; ¢ b4

Do not confuse the two definitions, which are transpose each other.
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Note that Eq.(3.46) is consistent to the surface sensitivity of x® mentioned
in Sect. 1.1, that an isotropic system has null x®. If a system consists of
molecules with fully random isotropic orientation, the average of Eq.(3.47) van-
ishes, D,y Dyq Dy = 0, which leads to x? = 0.

3.3.3 Tensor Elements of x® and Polarization

Using the tensor elements of x® in the space-fixed coordinates, we discuss the
relation to polarization combination of SFG measurement. Since x 1(,%,), is a third-
rank tensor, it has 3> = 27 elements in principle. In analyzing experimental SFG
spectra, relevant tensor elements of x 1(31)r depend on the polarization of lights. There
are 8 possible combination of light polarizations in the SFG measurements, SSS,
SSP, SPS, PSS, SPP, PSP, PPS, and PPP, as noted in Sect. 2.3. The relation between
the experimental configuration and the relevant tensor elements of x ) is the main
topic of this subsection.

As discussed in Chap. 2, observed SFG signal is determined with the effective

susceptibility x e(?f),

32 = e(@) - x2(Q, 01, 0)  e(w1)e()) (2.23)
X~z
=) ep( X (2. w1, )eg(@1)er(@2).
p.q,r

The polarization dependence of SFG signal is represented with three vectors, e(£2),
e(w1) and e(w7), associated to the polarizations of three lights. These vectors
describe the electric fields at the respective frequencies w = €2, w1 and w; inside
the interface, and are determined from the directions of the electric fields in the bulk
medium by the Fresnel transformation,

e() = F'7l (w) - & (). (2.17)

Therefore, we treat the directions of the electric fields in the bulk medium €' (») in
relation to the experimental measurement.

Then let us consider the experimental configuration of Fig. 2.1, and observe the
reflective SFG signal in the medium «. In Fig. 2.1, 6% (w;) and 6% (w;) denote the
incident angles for the visible w; and infrared w; lights, respectively, and 8% (£2)
the emission angle for the sum-frequency €2 light into the medium «. These angles
specify the directions of the propagating lights in the medium «. The normalized
wavevectors for 2, w1, w, are accordingly given as

» sin 6% (L2) » sin 8% (wy) » sin 8% (wy)
k ()= 0 , k (0)= 0 , k()= 0
cos 6% (Q2) —cos 0% (wy) —cos 0% (wy)
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Each propagating light has two kinds of polarizations, S and P, as stated in Sect. 2.3
(cl). The directions of the S- and P-polarized electric fields in the medium « are
given by the following unit vectors,

e S-polarized:

0 0 0
s =[1], é&)=[1]., éw)=|[1],
0 0 0
e P-polarized:
—cos 6% (R2) cos 0% (wy) cos 0% (wy)
ep(Q)= 0 , eplw)= 0 , €p(m)= 0
sin 6% (2) sin 6% (wq) sin 6% (wp)

The S-polarized electric field is perpendicular to the xz plane by definition, and
three vectors at each frequency, l:ta (w), ég (w), ég (w), are orthogonal to each other.
For a given combination of light polarizations (SSS, SSP, ..., PPP), é* (w) at each
frequency w (= 2, w1, wy) is determined, either ég (w) or ég (w), in the respective
order. Each &% (w) (0 = Q, w1, w>) determines e(w) by the Fresnel transformation in
Eq. (2.17). The set of e(£2), e(w1) and e(w>) thus obtained specify xé?f) in Eq. (2.23)
and thereby the relevant tensor element(s) of x f,?r (2, w1, wy) involved in ng)-

We note that all possible combinations of light polarizations do not necessarily
provide meaningful information on the interface systems, because independent
tensor elements of x 1(,%]), are much fewer than 33 = 27 in most systems for symmetry
reasons. In a typical case that two isotropic bulk phases are in contact with a flat
interface, this whole system has Co.,, symmetry with the principal normal z axis. In

. 2
such case, following seven elements of x ;,q), are non-zero,

2 2 2 2 2 2 2
X)Ex)z = X;y)z’ X)Szzc = X)(’zgz’ Xz(xgc = Xz(y))/’ Xz(zg' (3.48)

The other tensor elements vanish under Cooy, since all these elements include x or
y odd times. These elements change their sign by the reflection for the yz or xz
plane, respectively, though the system should be unchanged for its symmetry Cooy.
We also note that the x and y axes are equivalent under Cy,. Consequently, xé?f) in
Eq. (2.23) remains non-zero for only four combinations, SSP, SPS, PSS, and PPP.
The amplitudes for the four combinations are represented with the relevant tensor
elements and Fresnel factors as follows:

2 — — .
x&itssp = F& P Q@ FS P (@) FE P () sin 0% () x 2 (Q. 01, @), (3.49)

2 — .
x&ses = F&TP@QFE P () FS7 P (02) sin6% ()2 (Q. 01, ), (3.50)
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2 .

X&tss = FEP@QFS P () FG7P () sin6* (@4 2R, w1, 02), (351
)

Xeff,PPP =

—F27B(Q)F27P () FE7 P (02) cos 0% (2) cos 8% (1) sin 0% (w2) x (2. (Q,w1,@2)
—F27P(QFEP (1) F27F (02) cos 0% () sin 8% (1) cos 0% (w2) x {2 (R, 01,@2)
+FETPQFET P (1) FE7 P (@2) sin 67 (2) cos 0% (1) cos 0% (@2) xx (R.01,02)

+FEP(Q)FEP (1) FE7 P () sin 0% () sin 0% (1) sin 0% (02) x 2 (2, 01,00).
(3.52)

[Problem 3.4] Derive Egs. (3.49), (3.50), (3.51), and (3.52). Also explain that other
combinations of light polarization vanish for the C, interface.

Note that the SSP, SPS, or PSS combination involves one tensor element of X(Z),
whereas the PPP involves a linear combination of four elements of x .

3.4 Solutions to Problems

3.4.1 Formulas for Mixed States

[Problem 3.1] Confirm that Egs. (3.5), (3.6) and (3.8) are valid for the mixed states
as well.

We confirm the three equations using the extended definition of p in Eq. (3.10).

1. Eq. (3.5): Expectation value.

(AD) =Tr[pAl=Y > pun(t)(n| Alm) (3.5)

n

=2 2 | Pl e | (nlAim)
n m J

=Y PIY Y a0 en(@)inlAlm)
j n m

ensemble
= Y PlIwlAl () = (AD). (39

J
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2. Eq. (3.6): Normalization condition.

Tripl =) pu =1 (3.6)

=Y | Pl an | =Y P> lawnP =
n j ] n

because the probability in the ensemble P/ and each state 1/ are both normal-
ized to unity,

Yori=1  ad  WOP=Yld0P=
j n

3. Eq. (3.8): Time development (Liouville equation).

.. dpmn(t) _ _
i (tp — pHl,, (3.8)
(deio* deh (1)
— 7 J
=ih E/ P ( di Cm(t)+ n(t) dt )

=y P ( > Hidd (r)*cfn(r>+ch<t) Hyc] (t))

J

= =D Hin ) PIe] 07 cn() + 3 Hur Y Plen(n)*c] @)
1 j 1 ;

== Hinpmi + Y Huipin = [Hp — pHlpy .
1 1

3.4.2 Pure and Mixed States

[Problem 3.2] Prove the criterion Eq. (3.11) to distinguish the pure state and the
mixed state. Recall the normalization condition of states and the Schwarz inequality
for inner products.

First we note the normalization condition for the density matrix p,

Tr(p] = ZZP/cnc—ZP/(Z ) ZP/—I (P >0).

cn n
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Tr [,02] is then calculated using Eq. (3.10),

W] = S = X (S et ) (Sl
m,l i J

m,l i
2
= Z PipJ Z cinc;’n* Z C'l’cf* = Z PipJ Zcﬁnc;/,,* (3.53)
i,j m 1 i,j m
We invoke the Schwartz inequality,
ja-bl* < la|b)? (3.54)

for two arbitrary non-zero vectors a and b, where the equal relation holds only for
a = b. Suppose that a = ¢' and b = ¢/, where ¢’ and ¢/ are the sets of coefficients

¢! and cy,, respectively,

Then Eq. (3.54) is written by

2 < (; |c;',,|2) (213 |c-/|2>. (3.55)

Applying Eqgs. (3.55) to (3.53), the following relation is derived,

i J*
E CnCm
m

2

IA

Tr [,02] =Y PP
i

iJ*
E CpCm
m

STPPIN e P Il
ij m !

Il
—_

(3.56)

The equal relation in Eq. (3.56) is realized only in the case that cin = ¢y, for all
m, indicating that the states i and j are identical. This condition should be satisfied
between any pair of states in the ensemble. Therefore, the equal relation means the
case that the ensemble of states consist of a single identical state (pure state).
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3.4.3 Derivation of x®

[Problem 3.3] Derive p® (1) in Eq. (3.28).

Equation (3.27) is expanded by substituting p(! with Eq. (3.22).
* Left side of Eq. (3.27):

2)
dpy . e d [ g
% + lwmnp’(nz')l + anpfnzr)l —e (lwanran)tE {e(lwmn+rmn)lp£n2r), (t)]

* Right side of Eq. (3.27):

I:H/v p(l)]

mn

B % Z Z (<m|“1)|l> Py (6) = oy} () <Z|Mp|”)> Z Ep(wj)e @i
) p -

J

k — wip + il

' 1
=2 {<m|up|1) (0" = o)ty n)
1

O _

(09 — p\) (g 1l) (llupln)} Ep(w;)Eg(wp)e @itenr,

wp — Wpi + il
Therefore,

d .
E {e(’wmn‘i‘rmn)tpr(nzr)l (t)}

. ) X—z 1
= pelemTtm 3TN {(mmpll) P = o) {lliyIn)
l

va Ik wp — o +ily,

—(p% = o) (mlugll) <l|up|n)} Ep(;) Eq(ax)e™ @t

Wi — Wl + 1Ty
This equation can be integrated by ¢ from —oo to ¢, using the following relation,

! . . e(iwmn+rmn)te—i(wj+wk)t
/ e(lwm"+rm")r€_l(wj+wk)rd‘[ = ; X (Tn > 0).
—00 —i(wj + wr) +iomn + Cpn
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Then p® in Eq. (3.28) is derived,
2 © _ O 1
Prn(t) = 5 ;}Zk g { mlupll) (o = pn ) llingln) 2

e—i(w./—kwk)t

gl — (gt} £ Eqton)

— wmi + il _i(wj + wp) +iomn + Cmn

ZZZ [( O _ 0, {mlpeplt) {I1g In) — (o0~ o (g 1) {112 pIn) }

Tk P wg — o +il, ok — o + il

1
' (wj + w) — wmn + T

Ep(@))Eq(ap)e” @iTon!, (3.28)

3.4.4 Effective x® Formula

[Problem 3.4] Derive Egs. (3.49), (3.50), (3.51), and (3.52). Also explain that other
combinations of light polarization vanish for the C,, interface.

Equations (3.49), (3.50), (3.51), and (3.52) are derived from the definition of x )
in Eq. (2.23) and the unit vectors of electric fields below.

¢ S polarization:

0
€5(Q) = ég(w1) = é5(w) = | 1
0
* P polarization:
— cos 0% (R2) cos 0% (w1) cos 0% (wy)
ép ()= 0 . ép(w))= 0 . €p(wn)= 0
sin 6% (2) sin 0% (w1) sin 6% (wp)
In the SSP case,
X~z

Xeff SSp = Z es q(Q)eru(Q w1, w)es r(wi)ep y (w2)

q,r,u
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X~z

=Y (FarP @2 (@) x 2@, 01, 02) (F~ P (@), ()

g
(Fa P (@2)éf (@)
= (Fi @) (@, 01, 02) (Fi~ P n) (Fi P (@2) o3 67 (@2)
+ (Fi P @) 1200 01, 00) (FiP @) (FE P (@) sin 6% (@2)
= FS P @ FS P () F&7 P (02) sin 6% (02) x 2R, 01, 02), (3.49)
where the term in a shade box vanishes for the selection rule. The last expression

takes account of X)(/%)x = 0 for the C, interface.
Similar expressions can be derived in the SPS and PSS cases.

X~Z

2
Xitsps = D €s.q( DA (Q, w1, w2)ep r(@1)es.u(@2)

q.ru

= FE7 P QFE P (@) FE7F (@) sin 0% () 2R, 01, @2),  (3.50)

yzy
X~z
2
Xéff)’])ss = Z ep.q (DX (Q, o1, ))es r(@1)es u(w2)
q.,r.u

= FE P FE P () FE7 P () sin0* () x 3 (Q, o1, w2). (3.51)

In the PPP case,

X~z

2
Xoep = D epq (DX DR, w1, w)ep r(@1)ep,u(@2)

q.ru

X~z

=Y (Far? @2, (@) x3u (@ o1, 02 (F5F @), )

q.ru

(F&F(w)eg , (w2))
= (= F&7P(Q) cos 0%(Q)) (F& P (1) cos 0% (1)) (FE7P (02) cos 0% (w2)) xok
—F%7P(Q) cos 0%(Q)) (FE7F (01) cos 0% (1)) (FE P (w2) sin 0% (02)) x 2.

—F27P () cos 0%(Q)) (FL7 P (w1) sin 6% (1)) (F27F (02) cos 6% (w2)) x 2

XXZX

FE7P(Q) sin6%(Q)) (F&7 P (w1) cos 8% (1)) (F%7P (@) cos 8% (w2)) 12

—F27P () cos 0(Q)) (FLP (1) 5in 6% (1)) (F£P (w2) 5in 6% (7)) %22

+ (FEP(Q) sin6%(Q)) (F%P (1) cos 6% (1)) (FEP (w2) sin 6% (02)) x 32
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+ (FEP(Q) sin6%(Q)) (FEP (1) sin 6% (1)) (F&7P (02) cos 6% (w2)) x ok

XZZZ

)
+ (FEP(Q)sin0%(2)) (F&7F (w1) sin 6% (1)) (F&7F (w2) sin 6% (wn)) x2)
= (=F27F(Q) cos 0(Q)) (FE7P (1) cos 0% (1)) (FLP (w2) 5in 0% (w2)) x 2

Xxxz

+ (= F27F (Q) cos 09(Q)) (FXP (1) sin 0% (01)) (FE7P (02) cos 0% (02)) x 2

XXZX

+ (FEF(Q)sin0%(Q)) (FE7F (01) cos 0% (1)) (FEP (w2) cos 0% (wn)) x2)

Kexx

+ (FEF(Q)sin0%()) (FEF (01) sin 6% (1)) (FEF (w2) sin 0% (w2)) x2).
(3.52)

The shaded components of x ?) also vanish for the Cwo,, interface to derive the last
expression.

The other combinations of polarization result in null amplitude and yield no SFG
signal for the Cyo, interface. The relevant tensor components of x® included in
Xe(gf) for the other polarization combinations are listed in the following.

2 2 2 2
® SPP - X)(Jx))n X)(/x)za X)(Izgc’ X)(Izl

2 2 2 2
« PSP— 2 k3 x5 4B
2 2 2 2
e PPS — X)Ex)y’ X)Ez;» xz(x}, Xz(z))i

« SSS— x )

We notice that all these components vanish.

Appendix
A.1 Off-Diagonal Elements of Density Matrix

We have learned in Sect.3.1 that the density matrix can represent statistical
ensemble of states and a pure state in the common formulas. It is instructive to
illustrate the distinction between a superposition of quantum states and a statistical
ensemble of states. This example is useful to clarify the concept of coherence.

Let us consider two wavefunctions, ¢ and ¢,, for example. If the two states are
superposed in the quantum sense, the state is represented by a wavefunction,

YO =0+ (where Ja®P + 0P =1)

or equivalently by a density matrix

* *
PP (1) = (Clcl Clcz) . (3.57)

* k
cac] €265
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The above state in Eq. (3.57) is a pure state, where the probabilities of finding the
states ¢, ¢, are Pl = clcT, P2 = czc;‘, respectively. On the other hand, we
consider a statistical ensemble consisting of ¢; and ¢, with the probabilities being
P! and P? respectively. This is a mixed state, presented by the following density

matrix
mixed 1 10 2 00 C]C>1k 0
t)y="P P = , 3.58
e <00+ 01 0 e} (5:58)

where ci¢] = P! (> 0), ey = P2 (> 0). Comparing pP"" and p™*¢d_ we see that

the diagonal elements are common, indicating that the probabilities of finding ¢1, ¢
are the same. However, the off-diagonal elements are distinct between Eqgs. (3.57)
and (3.58). L

The off-diagonal element o1 = c¢;c3 implies correlation between the coefficients
(c1 and c,) of the constituent states (¢; and ¢;). To illustrate the physical meaning
of off-diagonal elements, we discuss the following two cases that exhibit no off-
diagonal elements. Let us consider an ensemble of states {w], ¢2, w3, ---}, where
each sample ¥/ is a superposition of two states (Y/ = c{¢1 + c5¢>) and has a
probability of P/ in the ensemble.

Case 1. First case is an extreme one that wj is either ¢ (cé = 0) or ¢, (c{ =0).
Then the d1ag0nal element pj, vanishes, clc2 = Z Pic! 62 = 0, because
either c1 or c2 is zero in each term of j. This case shows that the off-diagonal
element p1, arises from quantum superposition between ¢ and ¢;.

Case 2. The quantum superposition is not a sufficient condition for the off-
diagonal elemenFs. We gonsider qnother ensemble of {y/ = c{ d1 +Cé ¢»}, where
the coefficient ¢}, = |c,J!1| exp(if;,) (m = 1, 2) has a definite amplitude |c,,| but a
random phase factor 6;, (m = 1, 2). Then the ensemble average of the diagonal
element has a definite value |c,,|> while the off-diagonal element vanishes, e.g.

ensemble
cici= Z Plcle]*=>" Pileilexp(i6])lerl exp(—i6]) =Y Pjer =i 2,
j j
ensemble
ccg= Y. Plcl) =3 Pllci|exp(i6])|cal exp(—i63)
J J

= leilleal D P expli(6] — 63)} = |c1llea| expli (01 — 62)} = 0.
J
because the average of random phase distribution results in cancellation.

From the two cases, we find that the diagonal element is determined by the square
of amplitude |c,,|?, irrespective of its phase. On the other hand, the off-diagonal
element is sensitive to the relative phase of the two superposition coefficients, ¢
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and c;. If the phases of the two coefficients have no correlation, the off-diagonal
element disappears via the ensemble average.

In summary, a finite off-diagonal element p;, indicates that there involves a
definite quantum superposition between the states ¢ and ¢, with some phase
relation. In such case the coherence is present between the two states ¢; and ¢,.

A.2 Interaction Energy of Nonmagnetic Materials

In Chap. 3, the perturbation Hamiltonian by the irradiated light is given by H' =
—u - E(t) in Eq.(7.2), which represents the interaction to the electric field E.
This is based on the assumption that interaction energy with the magnetic field of
light is negligible compared to that with the electric field for ordinary nonmagnetic
materials. Here we estimate their relative orders of magnitude to justify this
assumption.

The interaction energy of material with the magnetic field H is

Up=-mH = _XmHz,

where m is the magnetization, and x,, is the magnetic susceptibility, which is
dimensionless in the cgs Gauss units. (A possible factor 1/2 is omitted for simplicity
to estimate the order of magnitude.) Typical values of x,, for nonmagnetic materials
are in the range of |y,,| = 10™* ~ 107 for paramagnetic materials, and |x,,| =
107 ~ 1077 for diamagnetic materials [5]. On the other hand, the interaction
energy with the electric field E is analogously presented by

U, = —PE = —xE?,

where . is the electric susceptibility, also dimensionless in the cgs Gauss units.
Typical range of y. is in the order | x.| = 10~! ~ 1072, For example, y,, and x. of
liquid benzene are roughly estimated to

0.8765 g/cm?

=—6.1 x 1077,
78.11 g/mol

Xm ~ —5.48 x 107 ecm?/mol -

1 -1

Xe >~ —(2.2825-1)=1.0x10"",
4

using the experimental values of molar magnetic susceptibility (—5.48 x
107> cm?/mol), density (0.8765 g/cm?), molecular weight (78.11 g/mol), and
dielectric constant (2.2825) [5].

The light field consists of electric and magnetic fields, whose amplitudes are
related to |E| ~ |H]|, as seen in Eq.(2.14). Therefore, the ratio of electric and
magnetic interactions U, /U, is evaluated to
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xm H?
XeE?

Un
Ue

This relation confirms that typical interaction energy with magnetic field is much
smaller than that with the electric field in ordinary nonmagnetic materials.

A.3 Polarizability Approximation for Raman Tensor

This subsection shows that the Raman tensor of Eq. (3.37) is approximated with
the polarizability in electronically off-resonant conditions [10, 11, 14]. The Raman
tensor defined in Eq.(3.37) includes the states g, n and m, which denote the
initial, intermediate and final states, respectively. These states are represented as
products of electronic and vibrational states on the basis of the Born-Oppenheimer
approximation,

lg) = [g°(r. B)) [g"(R)),

In) = |[n°(r, B)) [n"(R)),

m) = |m¢(r, B))|m"(R)) = |g°) |m"), (3.59)
where the superscript e designates the electronic states and v the vibrational states. r
and R denote the coordinates for electrons and nuclei, respectively. In the ordinary
Raman process illustrated in Fig. 3.4, both the initial state g and the final state m
are supposed to be the electronically ground state g¢, while their vibrational states
are different. Here we assume that the ground electronic state g¢ is unique and

not degenerated. The total energy is also represented as the sum of electronic and
vibrational energies,

Eg =&+ &,

En=E+E,
En = E,+E, = EC+E. (3.60)
We substitute Eqs. (3.59) and (3.60) into the expression of Raman tensor. If the
excitation energy h2 is off resonant and thus the condition ‘(Elf — 5;) - hQ’ >

g — £

imated to be

| @;—q)+¢;—%) .
f — = | Q- + il
Q —wpg + iy, h

is satisfied (see Fig. 3.4), then the denominators of Eq. (3.37) are approx-
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Fig. 3.4 Raman process in

e v
off-resonant condition £’1‘) | ny= | n >| n)
A
Ef-E§
-—- -
/19
— 1 |m)=|g°)|m")
Vg———lg)=1g°)g"
ge _ge -1 1
=|lQ- 22 4ily,| ==—————, (36l
h Q— W +ilng
1 1 1

1R

* = = — (3.62)
S2"i_(1‘)rl1l1'i_ll—‘mn Q‘i‘w;m‘i‘lrnm Q—I—w,‘;g—l—zl"ng

Using these approximations of Egs. (3.61) and (3.62),° the Raman tensor element of
Eq. (3.37) is represented by

~ (g"1(&%Impln®) In®) (n®| (n€| g |m®) Im®)
(glopq (@lm) = =3 [ Q—wh +ily

ne nv

(81 {g¢11tqIn) In¥) (n"| {n| e pIm®) |m”>]

Q+ @y + il
m”>

v

B (€€1mpln®) (nlungle®)  (g°ligln®)(nluple®)
3] }

— Q—awp, + il Q+wp, + il
= (g"(R)|apy (2, R)|m"(R)), (3.63)
where the completeness condition ), [n") (n’| = 1 has been adopted. The

final expression of a ), (€2, R) is no longer an explicit function of the electronic
coordinate r, as r is already integrated out in Eq.(3.63). a4 (€2, R) means the
polarizability of the electronic ground state at the frequency 2 and given nuclear

SEquations (3.61) and (3.62) also involve the approximation of the dampling factor I for electronic
states. Actually the damping factor I" is insignificant here in the electronically off-resonant
conditions, and often neglected in the present discussion.
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coordinates R. When 2 is far off resonant from the electronic excited state (i.e.
hQ < & — 6’;), the dispersion of « can be neglected and a4 (2, R) is further
approximated with the static polarizability, oy, (2, R) = oy (2 =0, R).
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Chapter 4 )
Two Computational Schemes of x » oo

Abstract Now we provide the computational schemes of SFG spectroscopy on
the basis of the microscopic theory described in the preceding Chap. 3. The theme
of this chapter is to define two methods of calculating x® spectra, via energy
representation and time-dependent representation. These methods can be utilized to
calculate the SFG spectra by molecular dynamics (MD) simulation. These methods
connect the formal theory of x® to actual spectra of interfaces that consist of
molecules, and thus open new routes of SFG analysis with the aid of MD simulation.

Keywords Energy representation - Polarization analysis - Time correlation
function

4.1 Energy Representation

Now we develop a computational scheme of SFG spectroscopy on the basis of
the perturbation formula of x ®, which is capable of describing experimental SFG
spectra of actual interfaces.

Equation (3.46) provides a recipe to construct x® from the molecular hyper-
polarizability otl(z)’mo1 and the rotational matrix D; of constituent molecules. The
molecular hyperpolarizability a® is represented as the second-order susceptibility
of a single molecule as discussed in Sect.3.2, and it consists of the vibrational
resonant term ™ and nonresonant term o (:nONres after Eq. (3.33), a® =
a®res 4 g2)nonres The former term a(? ™ is represented in the same way as
Eq. (3.36) by

1 (8larpg (S2)|m)(m|p,|g)

(2),res _ 0) (U] P4

aD (@ o1 00) = =2 (0 = olY) @
par A ;ﬂ: g " w2 — Wmg + il g

where ap, and p, refer to polarizability and dipole moment of a single molecule,

respectively. In the following we further introduce some approximations to Eq. (4.1)

for convenience of practical analysis of SFG spectra.
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Then we introduce following four assumptions, (i)—(iv).

(i) The vibrational mode(s) in question are intramolecular vibrations, such as
O-H or C-H stretching. The vibrational SFG spectroscopy deals with these
vibrations in most cases.

(ii) The energy gap of the vibrational mode /i, is considerably larger than the
thermal energy kpT. Thus the thermal population of the state g is dominated
by the vibrational ground state, pg,o) > ,o,(,? ),

(iii)) The vibrational mode @ in question is treated as a harmonic oscillator.
Consequently, the matrix elements (g|e|m) and (m|a|g) in Eq.(4.1) remain
non-zero only when the state m is the first excited vibrational state of the mode
a. This is in accord with the conventional selection rule of Raman scattering or
infrared absorption. The non-zero matrix elements are given by [2]

i) = i) = ()= [ (). o

where Y denotes either & or p. w, is the harmonic frequency of the mode a.
Q. is the normal mode coordinate, and m, is its reduced mass. (m, depends
on the definition of Q, and is often set to unity by properly defining Q,.)
(iv) In the electronically off-resonant condition that A2 is far off the electronic
excitation energy (see Fig. 3.1), the dispersion in the Raman tensor e (£2) by Q
can be neglected and hence a(£2) is regarded as the static polarizability tensor.

By employing the above four assumptions, Eq. (4.1) becomes

) rei( ) %ﬁ 1 8a[7q al'l’r 1 (4 3)
a\ TS () = — ) :
par 2 2mawq \ Q4 004) Wy —wg +ilg

a

where the suffix a refers to the intramolecular vibrational mode(s) to be investigated
by SFG, and I';, denotes I',¢ in Eq. (4.1). This expression of a@ allows for mod-
eling frequency dependence of the hyperpolarizability. In Eq. (4.3), the derivative

quantities (datpg/9Q4), (dur/00Q,) and the frequency w, for the mode a can be

obtained by quantum chemical calculations. We can thereby evaluate a[(?2q);res in

Eq. (4.3) in the molecule-fixed coordinates.

Using the o:gq);res(a)z) thus defined, the nonlinear susceptibility of the interface
x@ is constructed with the help of MD calculation. The x® expression of
Eq. (3.46) includes the rotation matrix D; of /-th molecule. The orientation of
constituent molecules at the interface can be sampled by MD simulation for the
interface system. At each time step of MD simulation, the rotation matrix D;
for the /-th molecule is obtained from the instantaneous configuration of the [-
th molecule and used to convert the hyperpolarizability tensor of the molecule
«\?™ from the molecule-fixed coordinates to the space-fixed coordinates. The

contributions of all molecules in the interface system are summed to determine
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x ®™®_ The instantaneous value of x 2 at each time step is statistically averaged
over ensemble of MD snapshots. The averaged value of x ()™ is thereby obtained,

molecule §~¢ £~ E~¢
2),res 2),
X0 = 32 22202 P Prag Dirrey i (“44)
l [7/ q/ r/

Equations (4.3) and (4.4) provide a route to evaluate the resonant term x %'
through quantum chemical and molecular dynamics calculations.! On the other
hand, the nonresonant term x(z)’nomes is regarded as a constant over the w;
frequency range of SFG measurements. In practical analysis of SFG spectra, it
could be treated as an empirical parameter to fit the experimental spectra. Then
x @ = y@-resy @).nomres j¢ shtained by Eq. (3.33). The above procedure illustrates
the essential idea to calculate x ® on the basis of the energy representation.

Advantages and disadvantages The above analysis method of SFG spectra based
on the energy representation of x® modeling has been proposed by Morita
and Hynes [15], and first applied to the water-vapor interface. This method has
been subsequently applied and developed by other researchers [4, 21, 22, 27].
The advantages of the energy representation of x ® modeling are summarized as
follows.

1. The model of molecular hyperpolarizability is based on quantum chemical
calculations of constituent molecules of the interface. Chemical specificity of
the molecules is readily reflected in the calculation of SFG spectra.

2. The calculated x® in Eq.(4.4) is straightforwardly decomposed into and
assigned to molecular species, since Eq. (4.4) represents x® as the summation
of molecular contributions. The effect of molecular orientation on the x ® tensor
is also readily analyzed [8, 9].

3. Computational cost of MD simulation is relatively modest, compared to the time-
dependent representation of x® modeling in Sect.4.3. The MD simulation is
used for sampling the molecular orientations at interfaces, and the molecular
orientation is readily investigated using conventional force fields.

The above features indicate that the energy representation of x ) modeling provides
a convenient tool to interpret experimental spectra from molecular properties and
orientation with modest cost of computation.

On the other hand, this method involves some difficulties as follows.

1. Accurate molecular modeling is hard to be generalized in condensed envi-
ronment. This is particularly the case for hydrogen-bonding systems, because
the perturbation on the vibrational frequency and transition matrix elements in
Eq. (4.3) is substantial.

IThe molecular hyperpolarizability otl(z)’reS in Eq. (4.4) includes the suffix [ to allow for distin-

guishing different species.
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2. Equation (4.4) constructs x® with a simple sum of molecular hyperpolariz-
abilities. This feature has a merit for decomposition analysis as mentioned in
Advantage 2 above, though it is hard to incorporate the effects of intermolecular
couplings. For example, the vibrational modes Q, are largely perturbed via
intra- and inter-molecular couplings, and may depend on the environment.
Vibrational correlation among neighboring molecules can have a substantial
effect on x @ in strongly interacting system [11, 12]. The local field effect arises
from intermolecular dielectric couplings.

3. The above x® model is not capable of determining the damping term I'; in
Eq. (4.3). It arises from dephasing of the vibrations, and has to be treated as
empirical parameters. The motional effect of molecular orientation on x® is
omitted [26], as discussed in Sect. 4.4.

In summary, the x ®) model of Eqs. (4.3) and (4.4) is useful to interpret experimental
spectra in a qualitatively plain manner, though it is rather difficult to make this
modeling method a predictive tool of experimental spectra. The x® model of
Egs.(4.3) and (4.4) may not be convenient to accurately reflect the molecular
behaviors in condensed phase, including the perturbation of molecular properties,
vibrational couplings and dephasing. For example, the perturbation on the molecule
hyperpolarizability ™ in Eq. (4.3), generally called “solvent effect” in quantum
chemistry, is critical in the SFG spectrum of water. The first paper by Morita and
Hynes [15] made elaborated modeling of the solvent effect of water, to represent the
substantial perturbation on the transition dipole (dt/d Q,), transition polarizability
(0a/9Q4), and the frequency w, of water [18]. However, such elaborated modeling
hinders from applying it to general interfaces beside the pure water. It is therefore
desirable to develop an alternative method which allows for more rigorous and
general modeling of x® and SFG spectroscopy. The need of extending the x
modeling spurred us to develop another method based on the time-dependent
representation [16, 17]. That method is described in Sect. 4.3 below.

4.2 Examples of x® Tensor and Orientation

The above x® model in Sect. 4.1 is actually quite useful to discuss the qualitative
relation between x® tensor and molecular orientation for specific molecular
species. Here we discuss the relation in some typical examples of O-H and C-H
stretching vibrations, the two most commonly measured vibrational bands by the
SFG spectroscopy. Further details of computational analysis will be discussed in
the application chapters of 9 and 10.
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Fig. 4.1 Schematics of Lorentz functions in Eq. (3.39) in the case of (a) C;; > 0 and (b) Cpy <
0. Real and imaginary parts are written with blue dashed and red solid lines, respectively. (Same
as Fig. 3.2 in Chap. 3)

4.2.1 O-H Stretching

The O-H stretching vibration appears in 3000 ~ 3800 cm™! region, and is typically
seen in water and alcohols. Here we focus on a single O-H bond for simplicity,
and discuss the qualitative relation between the orientation of O-H bond and the
lineshape of x® spectra, as illustrated in Fig.4.1. In actual condensed phase, the
O-H bonds tend to form hydrogen bonds, and the vibrational modes are coupled and
delocalized. Therefore, the relation illustrated here is an ideal picture and offers the
basis toward treating more realistic O-H bond vibrations.

Let us consider a local vibration of the O-H; bond of a water molecule, illustrated
along the ¢ axis in the panel of Table 4.1, and introduce the local mode coordinate Q
to be the O-H| distance. Then the calculated derivatives of dipole and polarizability
with respect to Q in Eq.(4.2) are displayed in Table 4.1. The table shows that
the derivatives (du,/d Q) and (da /3 Q) are dominated by the main elements
along the ¢ axis in the molecule-fixed coordinates, i.e. (9u1; /0 Q) and (s /3 Q),
respectively. Accordingly, we roughly approximate o®>™°! by considering only the
product of the main elements for the local O-H vibration,

q@mat _ L (g’ (it ! 4.5)
re" = omw\ 00 )\ 90 ) o —w+il
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Table 4.1 Calculated derivatives of dipole du,//dQ and polarizability det,,/0Q of a water
molecule by B3LYP/d-aug-cc-pVTZ [15]. Units: atomic units. The coordinate Q is Q = ro.H, —
rng, where rg?H = 0.9575 A. Right picture illustrates the configuration of water in the molecule-
fixed coordinates (&, 1, ¢)

A
e /0Q [ =¢  n ¢ e
£0.058 0 0.157 |
/ H
Oy [0Q | 4 =¢ ! < 0 t 1 104.51°
P =¢| 1.539 0 -0.163 (L g
n 0 1.656 0 BN -
¢ |-0.163 0 7.200 :
_C§§§ oI
o —wtiT (prgr’) = (&) 4.6)
0 (p'q’r") = otherwise
where
1 da o
Corr=——=) (). 4.7)
2mw \ 00 00

Equation (4.5) or (4.6) is a Lorentz function in the same form as in Eq. (3.39).
Therefore, its real and imaginary spectra as a function of w, are illustrated in
Fig.4.1a, noting that C;;, > 0 is obtained with the values in Table 4.1.

Sign of Im[x®] Then we discuss the O-H bond that orients to an arbitrary
direction in the space-fixed coordinate. a(?)-5P2® is related to o ™°! by

E~gE~i65~¢
2
W™ = 2 S Do Py Dy 349
p/ q r/
_ 1 0apy oLy 1
T 2me \ 90 900 ) wp —w+il”’
and the imaginary part is
- 1 d ad r
m o ™| = == (56 ) (38 ) oo (4.8)
2mw \ 30 90 ) (wr —w)2 +T12

Using the assumption of Eq. (4.6), Im[aﬁzy)z’ *PA%€] for the SSP polarization is repre-

sented with the help of Egs. (3.45) and (3.43),

. r
(wy — w)2 4+T2°
4.9)

C
Im [ai%)z} ~ Im |:DV§DV{D 24 ﬁ} =cos? ¢ sin® 0 cosf - Crer

where ¢, 6, { are the Euler angles in Fig. 3.3, and the superscript “space” is omitted.
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We notice in Eq.(4.9) that the sign of Im[oz)(%,)z] is determined by the sign of
cos 0, as the other factors are always positive. By its definition, 6 is the tilt angle
of the local O-H; bond (¢ axis) from the surface normal (z axis) in the space-fixed
coordinate (see Fig. 3.3). Therefore, if the O-H; bond points upward (cosf > 0),
Im[afv)z] spectrum is positive (Fig. 4.1a). On the other hand, if the O-H; bond points
downward (cosfd < 0), Im[oeﬁzy)z] spectrum is negative (Fig.4.1b). This qualitative
relation between the O-H orientation and the sign of Im[ag,)z] is useful to interpret
the sign of O-H band of Im[ Xy(i)z] spectrum in the SSP polarization.

4.2.2 C-H Stretching

The C-H stretching vibration usually appears in 2800-3000 cm™! region. The C-H
vibrations are widely seen in organic molecules, particularly in alkyl moieties such
as methyl (CH3-) and methylene (-CHj;-) groups. The relation between molecular
orientation and x @ tensor elements has been formulated in details [7-9, 23]. Here
we briefly present essential formulations in the case of methyl C-H symmetric
stretching mode. Further discussion of the C-H bands including other modes will
be given in Chap. 10 with the help of MD simulation.

To make the qualitative relation clear, we assume the (pseudo) C3, symmetry for
the methyl group. The symmetry allows us to simplify the vibrational analysis of
the local methyl C-H vibrations. (Note that such symmetry may not rigorously hold
for actual methyl groups, such as in methanol or ethanol [10, 24, 25].) Therefore,
we treat the C-H mode of acetonitrile as an ideal C3, molecule. Table 4.2 displays
the calculated derivatives of dipole moment and polarizability of acetonitrile
with respect to the methyl C-H symmetric stretching mode in the molecule-fixed
coordinates [19]. The dipole derivative du,//dq1 has a non-zero element along the
r’ = ¢ axis (molecular principal axis) with respect to the C-H symmetric stretching,
and the polarizability derivative da,/dq1 has non-zero diagonal elements for
(p'q))y = (&) = (nn) and (p'q’) = (£¢). We further notice that the dipole
derivative dp;/0q is negative, and the ratio of the two independent elements of
the polarizability derivative,

R (aotgg/aéh) _ (30{,7,7/3%) (4.10)

 (dage/dq1)  (daec/9qn)
is estimated to be 0.80 in Table 4.2.

Sign of Im[x®] First, we provide qualitative discussion about the molecular
orientation and the sign of the a/(fv)z‘ *PA element for the SSP polarization. The sign

of Im[afv)fpace] is determined by the product of (dayy/dq1) and (dpu;/dq1) in the
space-fixed coordinates. The latter is determined by the molecular orientation as

§~¢
3/LZ 8“’}”
( ) 2P (341 ) COS

9q1
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Table 4.2 Calculated derivatives of dipole 9,/ /g1 and polarizability de . /dq1 of acetonitrile
by B3LYP/aug-cc-pVTZ [19]. Units: atomic units. g; denotes the normal mode coordinate of C-
H symmetric stretching defined for the stretching direction with unit reduced mass. Right picture
illustrate the configuration of acetonitrile in the molecule-fixed coordinates (£, 1, ¢)

g
, _ A
Oprr [Oq1 | T =¢ n ¢ Holo
0 0 -0.005970 %, 1T T
—— Tl
Doy [Oq1 | ¢ =& n ¢
P =€ | 0.2967 0 0 l
n 0 0.2067 0 ||| 4
¢ 0 0 0.3731

which indicates that the z element (d,/dq1) is negative when cosf > 0 (upward
orientation of the methyl group) while positive when cos 6§ < 0 (downward). On the
other hand, the polarizability derivative (detyy/dq1) is relatively insensitive to the
orientation, since the polarizability derivative is not much anisotropic.” Therefore,

the sign of a§2y)z’Sp  is determined by the tilt angle 6 of the methyl axis. The

negative Im[xvyz] band of the methyl C-H stretching band is indicative of the

upward orientation of the methyl group, while positive Im][ vaz] band is indicative
of the downward orientation. These features are illustrated also in Fig. 4.1.

Polarization ratios In the experimental SFG measurements, the ratios of different
X ;,%}r tensor elements are utilized to investigate the molecular orientation at inter-

faces. Here we formulate the ratios of different x ® elements, B = X)%)z / xy(g and

C = 2(2 / nyz, in relation to the methyl orientation. These polarization ratios B
and C can be evaluated experimentally by using the combinations of SSP, SPS and
PPP polarizations.

Let us suppose that the X pq, elements are given by Eq. (3.41), x ,(3,), ~ N - E,zq),
Accordingly, B and C are represented by
(2) OO 2 2 2
Xyyz N - ayy; O‘y;z Xz(z; _ N'az(z; _ agz%
B = = C = = = . 4.11)
[©) o o @) NOEEN©)
Xyzy N -ayyy Ay Xyyz N -ayy;  Qyy;

2If the polarizability derivative tensor is approximated with a spherical tensor (R ~ 1) by
0oty /0q1 A 8y, the yy element (dayy /dq1) is shown to be independent of the transformation,

Y §~CE~¢ ot §~CE~¢
(,v)zzzpy,,@yq,( i ) ZZDWDM/CB,, — (>0
-

9q1 -
q

Since the anisotropy is not large (R 2~ 0.8 in Table 4.2), the qualitatively similar trend should hold
for the acetonitrile molecule.
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Equation (4.11) shows that the ratios B and C are free from the number of molecules

N, as it is cancelled. aﬁ,zq), in the space-fixed coordinates is represented by

E~CE~LE~E
@ _ 1 - . (2),mol
%ar =D DD PorPagDrrr e’ (3.47)
p/ q/ r/

which includes the molecular hyperpolarizability tensor ag;’,rrnfﬂ in the molecule-

(2),mol .

fixed coordinates (&, 1, ¢) and the rotational matrix D. Ay 10 Eq. (3.47) is given

in the analogous form with Eq. (4.5),

q@mol _ L (0%’ (i - 4.12)
pqr 2mw \ 9qi 0q1 ) wr —w+ill

and the derivatives of dipole and polarizability in the molecule-fixed coordinates
take the following form,

o 0 Jar Ra 0 O
(a_>= ol (3_>= 0 Ra0 |, (4.13)
q1 " q1 0 0 a

as a consequence of the C3, symmetry. The values of i, R, and « in Eq. (4.13) are
obtained from Table 4.2.

On the other hand, the rotational matrix D in Eq. (3.47) is represented using the
three Euler angles {¢, 6, ¥} by Eq. (3.43). The average manipulation in Eq. (3.47)
can be simplified by exploiting symmetries. The azimuthal angle ¢ should be
uniformly distributed due to the macroscopic Co, symmetry of the interface, and the
distribution of the rotational angle y» around the principal axis of the molecule is also
assumed to be uniform for the methyl group with the C3, symmetry. Consequently,
only the tilt angle 6 remains to define the molecular orientation after the distributions
for the other two angles ¢ and y are averaged out. Therefore, the two ratios B and
C for different x ;,%}r elements are represented in the following form [19, 20, 23, 28].

B — X;i)z _ (1+R)cosf — (1 — R) cos’ 0
xﬁi (1 — R)(cosf — cos3 0)

(4.14)

c_ %2 2{Rcosf + (1 — R)cos? )
X3, (14 R)cosf — (1 — R) cos® 0

(4.15)

[Problem 4.1] Derive Eqgs. (4.14) and (4.15) on the basis of the above assumptions.
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Equations (4.14) and (4.15) are used to the polarization analysis of SFG
measurements. These equations include only three parameters, R, cos 6 and cos3 0,
and thus suitable to simple modeling of the polarization analysis. R is estimated
by various means, such as the depolarization ratio of the Raman scattering [14], ab
initio or density functional theory calculations, and simple geometric argument of
molecules. If one further assumes a relation of cos @ and cos3 @, one could derive the
molecular orientation 6 from the B and/or C ratios. The simplest assumption would
be cos? 6 & (cos#)>. Then the tilt angle is estimated from B and C in Eqs. (4.14)
and (4.15), respectively, to be

B—(1+R)/(1- R)T/2

(1+ R)C —2R1'/?
B—1 '

cosfh ~ |:
(I1-R)(C+2)

or cosf = |:

We note that the assumption cos3@ ~ (cos)? is valid when the tilt angle 6 is
well determined (or the distribution of 6 is sufficiently narrow) at the interface. We
further discuss the polarization analysis with the help of MD simulation in Chap. 10.

4.3 Time-Dependent Representation

4.3.1 Time Correlation Function

This section presents an alternative expression of x ® based on the time correlation
function, instead of using the perturbation formula in the preceding sections.
According to the theory of statistical mechanics, physical quantities associated to
the response to external perturbation are generally expressed using time correlation
functions [13, 14].

x @™ in Eq. (3.36) is converted to an equivalent formula with time correlation
function as follows,

(m|prlg)
@) — wmg +ilmg

1
X;%]);res(sz? w1, W) = % Z (,0;0) - pr(l?)) (glotpglm)

&,m

(3.36)

i[> . .
= E / dt E (pé‘O) - :0;510)) <g|apq|m> (mlur|g) exp [l (w2 — wpmg + lFmg)t]

0
&,m

: poo
=5 S (o = ) ety ) ml ) ex G
g.m

= % fo dr Y pi” ((glapg (0)lm) (mpr|g) — (glparlm) (mlapq (1)]g)) exp (iwat)
g,m
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i[> |
= 5/0 dt Zpg)) (glorpg (D per — protpq (1)1g) exp (iwat)
8

- % /O At(pg (Ditr — 11rpg (D) exp (int). 4.17)

In the above derivation from the second line to third, we adopted the Heisenberg
picture to regard the Raman tensor « as a time dependent quantity,

(glotpg (1) m) = (glotpg|m)exp [i (—wmg + iTmg)t] . (4.18)

This relation is validated by the equivalence of Schrodinger and Heisenberg pic-
tures, as discussed in the following. In general, time dependence of the expectation
value of an arbitrary physical quantity A is represented in two ways,

(AD) =Y Agmpmg(®) =Y Agm(t) pmg, (4.19)

8,m g,m

by Schrodinger and Heisenberg pictures, respectively. The former regards the state
(density matrix p) is a function of time, while the latter regards the physical quantity
A as time dependent. In the Schrodinger picture, the time development of the density
matrix p is given by the Liouville equation (3.16),

. dPmg (1) .
ih——="— = [Hop — pHolyg = iNT'mg (Pmg (1) = Py
= (gm - gg) Pmg(t) — ihlyg (pmg(t) - Pstqg) )
where the time development is driven by the Hamiltonian H = Hp (with no

perturbation) and the states g and m are eigenstates of Hy. Therefore, the off-
diagonal element p,,g (m # g) is given as a solution,

pmg(t) = Pmg €Xp [i(_a)mg + irmg)t] s

which satisfies the proper boundary condition py,(f) — 0att — oo (I'y, > 0).
Consequently, (A(?)) in Eq. (4.19) is presented by

(A(D)) = Z AgmPmg ()= Z AgmPmg EXP [i(_wmg + irmg)t] = Z Agm (1) Ping -

8,m gm g,m

This solution leads to the equivalent Heisenberg picture by

Agn(t) = (g|A()|m) = Agy exp [i(—mg +iTmg)t]. (4.20)
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This relation elucidates Eq. (4.18) by setting A = «p,. We note again that the above
discussion about the time evolution is based on the Hamiltonian Hy, not including
the perturbation. The diagonal elements (g = m) in Eq. (4.18) do not contribute to
Eq. (4.17), due to the vanishing factor (,ozf,o) — ,0,(,?)) = 0 for g = m.

In summary, Eq. (4.17) gives an equivalent expression of x®™ to Eq.(3.36).
It indicates that the vibrational resonant term of the nonlinear susceptibility y (-
can be represented by the Fourier-Laplace transformation of the time correlation
function between the Raman tensor o, and the dipole moment w, for the interface

system. It is a rigorous expression of x 2™ on the basis of quantum mechanics.

4.3.2 Classical Analogue

The time correlation formula of Eq. (4.17) allows for an alternative computational
scheme of x?-™S. The time correlation functions are utilized to evaluate various
properties of statistical mechanics [13], and amenable to be computed by molecular
dynamics (MD) simulation [1, 6]. In order to use this formula with MD simulation,
however, we should obtain a classical version of Eq.(4.17) since usual MD
simulations are carried out on the basis of classical mechanics. Deriving the classical
expression is the theme of this subsection.

x @™ in Eq. (4.17) is expressed by the Fourier-Laplace transformation of the
time correlation function F(r),

o0
XS (Q, w1, w2) = f dtexp (iwpt) F (1), 4.21)
0

where

F(t) = + {apgOttr — prtpg (0) = + (dpg (D311, — Sptrdarpg (1)) (422)
h h

In this expression 8apq(t) = apg(t) — (apg) and Spr = p, — (i) denote
the displacements from the average values. Equation (4.22) is apparently a
quantum mechanical expression, since it includes # and a commutation relation
[opg (1), r] = apg()ptr — propg(t) # 0. This form is not amenable to the
classical limit, since both # and the commutation relation would go to zero and thus
F(t) — 0/0. To obtain a classical analogue, we change Eq. (4.21) to an equivalent
form with the canonical time correlation function [13].

A related function G(r) is introduced using the canonical time correlation
function,

G(t) = opy 1) — s 11y — 1) (4.23)

= % /Oﬁ dh <exp (AH) (a,,q (1) — a;,q) exp (—=AH) (r — u«?)),
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where 8 = 1/(kpT), and H is the Hamiltonian for the entire system (partial system
and bath). a°® and p° are the diagonal part of @ and p, respectively, on the basis of
energy eigenstates.> (A; B) denotes the canonical time correlation function defined
as follows,

B
(A; B) = %/ d) (exp(AH)A exp(—AH)B). (4.24)
0

[Problem 4.2] Prove (A; B) = (B; A) for arbitrary operators A and B in
Eq. (4.24). This indicates that the operators in the canonical correlation function
are commutative like a classical one.

Then we find the relation between F(¢) and G(¢). In the following derivation
we define H and p for the entire system (partial system and bath). The Liouville
equation is formally given using H by

ih? =Hp(t) — p)H. (3.8)

This equation for the entire system involves no damping term, as we mentioned in
Sect.3.1. Using H and p(t), F(¢) in Eq. (4.22) is written by

i

F@) = & (80t pg (D)8 pr — SprBatpg (1))
= ;—Tr[,o{ exp <%> datpg €Xp <%Ht> Sy — Sy €Xp <%> datpg
exp (_lhw> ” (4.25)

where exp(—i#Ht/h) is the time development operator. G(t) in Eq.(4.23) is
expanded using the eigenstates of the entire system, m, n, by

3Therefore, the matrix elements for an arbitrary operator A° (= oe;’,q or uy;) are represented using
energy eigenstates m, n of the entire system as
m|Aln m=n
il A%y — | A G =m)
0 (m # n)

This is equivalent to the long-time average of (m|A|n),

gm - gn)t

1 (7 1 (T i
(m|A°|n) = Tlimm ?/0 dt (m|A(t)|n) = Tlimm ?/0 dt exp <l( 3 ) (m|Aln).

Note that A° is commutative with H, and thus A°(¢) = exp(iHt/h)A° exp(—iHt/h) = A°.
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1 P
6(0) = 5 [ dalexo G0 ap © = ) exp (=) Gar = )]
1 [P iHt o —iHt
= E/O dxr Tr[p exp(AH) exp (7) (apq - apq) exp (T)
exp(—AH) (ur — /«L?)]
1 (A exp(—BEm) iEmt o
= E/O dx ;; 0 exp(ASm)exp< - ) ((mlapqln) - <m|ozpq|n>)
iEpt o
-exp (—7> exp(—=A&n) ((nlurlm) — (nlup|m))

1 —BEm i Em —i&
—ZY ¥y = )exp(l ht)<mlapqln>exp< = t><”|l/«r|m)

m n(z#m)

_&Xp BEm —&n)) —1

Em —&n
1 exp (—BEm) — exp (—BEy) (ié’mz)
=1 exp (ml&x In)
Q ;n(é’;) —B(Em — En) h pq
exp <%&,t> (n|Spur|m) , (4.26)

where &, &, are the energy eigenvalues for the states m, n. Q = Z exp (—BEn)

is the partition function for the entire system. During the derivatior’;l in Eq. (4.26),
the diagonal terms (m = n) of A — A° (A = apq or u,) vanish, and (m|§A|n) =
(m|A — (A)|n) = (m|Aln) is employed for m # n.

Now Eq.(4.21) is expressed with G(¢) instead of JF(¢) using Egs. (4.25)
and (4.26) in the following way,

Xpgr

A . exp(—BE&m) [ Emt
= %/0 dt exp(lwzt);in: P ) {exp <l - )(m|8apq|n)
exp <_i;"’> (812, m)

i&t —i&pt
— (m|8u,|n) exp — (n18atpq|m)exp —

= i /Oodt exp(iwat) Z Z eXP(=pEm) — eXp(=pEx)
hJo m n(£m) 0

o
2)1e5(Q w1, wp) = / dt exp (iwat) F(t) (4.21)
0
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exp (iiz'"t) (ml8erpg ) exp (%‘St) (nl8arlm)
__Z Z exp(— ﬁgm) exp(—BEy)

<m|8apq |I’l) (n|Spr|m)

m. n(#m) —&n
. / = expliont) - Z 3 exp(— ﬂEm)—egXp( BEL)
0 m n(#m)
" exp <lngt> (ml80tpq|n)exp (%) {n|dper|m)
= BGO0) + imp / dt G(t) exp(iwat). 4.27)
0

From the third line to the fourth line, integration by parts is performed.
Equation (4.27) is amenable to the classical limit by replacing the canonical cor-
relation function G(¢) in Eq. (4.23) with the classical time correlation function [13],

G0 = opy (1) = ags = 1) —> Ga(®) = (g 1) 1)

In the classical limit, the operators in Eq. (4.23) become commutable and the long-
time average of & and g correspond to the ensemble average. Therefore, x ™ in
Eq. (4.27) finds a classical analogue to be

o
X @01, 02) = Ba0) + 02 [ diGa(n) explionn)
0

iwy

— f - dt (8atpq (1)3pur ) expliwnt). (4.28)
kgT Jo

1
=T (Sapgdrar)y +
This classical expression of x ®™ in Eq. (4.28) is utilized in calculating the SFG
spectroscopy by MD simulation. Hereafter we omit the subscript “cl” and the over-
bar in the classical time correlation function unless otherwise noted.* Accordingly,
Eq. (4.28) could be expressed as

1 iw o0
2 2 .
X]()q)rres(Q, w1, ) = T (Sapqdur) + kB_T/O dt (8apg (1)314,) exp(iwat)

1

:kB_T ((apq:ur) — (Olpq) (n )) +ﬁ / dt ((apq (t)'ur> — <apq> (Mr)) exp(iwat)

1 oy [* |
:kB—T<ozpqur) 0T / dt (otpg (D r ) expliont). (4.29)

“In the classical mechanics, the distinction between quantum average (A) and statistical average A
in Sect. 3.1 disappears. Accordingly the classical time correlation function (A(f) B)] is equivalent
to A(t)B.
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Finally, we make the following three notes on the above derivation of the classical
analogue.

Note 1. In actual application to interpret vibrational spectra, we are interested
in the frequency dependence of x®(wy). In such cases, the second term of
Eq. (4.29) is often regarded as the vibrational resonant term,

iwy [ .
X;%I)r,res(wz) =7 A dt (opg (1) 1ur) expliwnt). (4.30)

On the other hand, the first term of Eq. (4.29) is constant over the frequency wy,
and thus it could be effectively regarded as a part of the nonresonant background
X (2),nonres .

Note 2. The present classical form of Eq. (4.30) can be derived in an alternative
manner using the harmonic oscillator model [3, 17]. The harmonic oscillators
are exactly soluble both by quantum and classical mechanics, and thus allow for
finding the correspondence of quantum and classical descriptions.

Note 3. The classical formula of x® does not necessarily reproduce its quanti-
tative amplitude. This issue is related to the attempts to seek a proper quantum
correction factor for time correlation functions [5]. The spectral lineshapes are
reliable though, as it is insensitive to the details of the quantum correction factor
over the frequency range of w,. Therefore, Eq. (4.29) or (4.30) is useful enough
for the lineshape analysis of the vibrational spectra.

Equation (4.30) is the fundamental formula to calculate x ®-' by MD simula-
tion. In the MD calculations of Eq. (4.30), the evaluation of polarization properties
in the interface system is critically important. We will discuss these polarization
properties in the following Chaps. 5 and 6.

4.4 Motional Effect on x ®

The time correlation formula of x® derived above is able to incorporate the
dynamical effects on x ¥, including the vibrational couplings and dephasing, since
the dynamics of molecules are naturally reflected in the time correlation function
(a(t)p). This is an advantage of the time correlation formula of x ®, while the x ®
model by the energy representation in Sect.4.1 is not suitable to account for the
dynamical effects. Here we discuss the motional effect of orientation on x ® on the
basis of the time-dependent representation [26].
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4.4.1 Relation of Two x‘® Models

For this purpose, we clarify the relation and difference of the two x ® modeling on
the basis of energy representation and time-dependent representation. The energy
representation model of x® in Egs. (4.3) and (4.4) can be derived from the time-
dependent representation in Eq. (4.29) with employing some assumptions.

Since Eq. (4.29) refers to the nonlinear susceptibility x ® of the whole interface
system, & and g in this equation also stand for the polarizability and dipole of the
whole system. Thus & and u of the whole interface system are expressed as the sum
of molecular quantities,

molecule E~¢ E~¢

Wpg X Y YN Dy ppyDiggr s 4.31)
l roq

molecule §~¢

Hp Z ZDk,rr’//Lk,r’a (4.32)
k r’

where a; 4 and pyg , denote the polarizability tensor of /-th molecule and the
dipole vector of k-th molecule, respectively, in the molecule-fixed coordinates. We
note that Eqs. (4.31) and (4.32) are regarded as a crude approximation to neglect the
local field effect. The local field effect will be discussed in details in Chap. 5, and

thereby the above formulas will be refined in that chapter.
By substituting Egs. (4.31) and (4.32) into Eq. (4.29), the following approximate

expression of x(z) is obtained,

@res(, 1 i % 0 ‘ 429
Xpgr (@) = kT @ratr e | t (ot pg (D (0)) expliwnt) 4.29)
1 molecule £~¢ molecule §~¢
~ 7]{ T < Z Z D/,pp’Dl,qq/al,p/q/ . Z Z Dk,rr’#k,r’>
B ! p.q k r/
iwn 00 molecule §~¢ molecule E~¢
o / dt< > Y Dy OD gy Oy g @) - Y Dy Oty (O)>exp(ia)21)
B 0 1 p/’ql k !
molecule £~¢ 1
~ Z Z kBiT<qupp’D/,qq’al,p’q’ 'Dl,rrlul,)‘/>
] p/’q/’r/

molecule &~¢ ion 00
+ > Y kBT/O dt(Dl,m,/(t)Dl’qq/(t)alﬁp/q/(t)-Dl’,.r/(O)p,lﬁ,/(O))exp(iwzt).
1 pq

4.33)

From the second line to the third, we have employed another approximation to
neglect the cross correlations between different molecules (I # k). This approxima-
tion will be critically examined with some examples of aqueous electrolyte systems
in Sect. 9.3.
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Equation (4.33) shows explicitly that the time correlation function includes the
rotational matrices D(t) as a function of ¢, and thereby the orientational motion of
molecules. In a case that the orientational motion is slow and thus regarded to be
fixed during the decay time of the time correlation function, Eq. (4.33) becomes

Xy (@2)

molecule &~

~ Z Z Dy, pp’Dl qq/Dl rr’ {k T (al P'q ,U'l.r’>+ ;BL;/O dt <al,p’q’(1)ﬂl,r/ (0)>exp(iw21)}
1 pq.r
4.34)

(fixed orientational motion)

where the average in the curly bracket is taken first before the average over the
orientation.” In Eq. (4.34), the dynamics in the time correlation function is governed
by intramolecular vibrations. We represent the molecular vibrations with normal
mode(s) Q. Thus the time evolution of a physical quantity Y (= «, w) is driven by
the normal mode(s),

mode

ro=ro+ 3 ( o ) 0u(t) +- 435)

and the vibration of mode a is given with a damped harmonic oscillator,

kgT
(Qa(1) Qu) = (QF) exp(~Tut) cos(@ar) = —2— exp(~Tat) cos(@at).  (4.36)

a

Then the curly bracket in Eq.(4.34) including the Fourier-Laplace transform is
written as

: forpa) : dt {(a(t)u(0)) i ot
ke M T kT Jo a(®)u(0)) expliwt)

1 (o >+ dt ‘“Ode aa )( ><Q 0040 | explior)
kT ksT Ot a a iw
ks W aQa 00y P
: ( ) (Efga) y:fci% ./o dt exp(=T'at) cos(wat) exp(iwr)

a
SHere we denote time correlation function by angle bracket (A) and orientational average by over-

bar A. In the classical mechanics, both notations (A) and A indicate the statistical average and thus
they are essentially equivalent in this context.

1 1
— + -
<8Qa>2muw§ (w—wa+zl"a U)+U)a+lra)
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1 0 0 1
-y () —— “37)
= 2mgwg \0Qq 004) w—wq +1ily

where the last expression takes the resonant term with the mode a by the rotating

wave approximation. Using the result of Eq.(4.37), Xl(,%{);res(wg) in Eq.(4.34)

becomes

2),res
Xl()q)rreb(wZ)
molecule £~¢ mode
1 30{1 g oy pr 1
~ D, D, D, - : : .
Z Z Lpp' “l,qq' Zlrr’ [ Z 2mgwa ( 904 )( 9Q0q ) wy —wg +ilg
i g a

4.38)
Equation (4.38) coincides with the x ' expression of Egs.(4.3) and (4.4) in
Sect. 4.1 on the basis of energy representation.

4.4.2 Slow Limit and Fast Limit

The above derivation of Egs. (4.3) and (4.4) helps justifying the x ®-™ formula
of energy representation as well as manifesting the approximations involved in
Egs. (4.3) and (4.4). One important approximation is that the molecular orientation
is fixed during the correlation time of the vibrations. This approximation of static
orientation has been used to derive Eq.(4.34) in the above discussion. If the
molecular orientation changes within the correlation time, the decay profile of the
time correlation function is influenced by the orientational motion.

To discuss this motional effect, we could assume the other extreme case that the
orientational motion is fast enough in comparison with the correlation time. Then
the rotational average is taken first, and Eq. (4.33) should be

iw © o — .
T (al,pq : Ml,r) + =2 dt (al,pq () - Ml,r(0)>exp(lw2[)}~

molecule
{ kpT kT Jo

2
LRI 5
l

(4.39)

(fast orientational motion)

In this limit of fast orientational motion, the orientationally averaged values of «
and L,

§~¢ §~¢
W.pg(0) = D Dy py(O)Dygq (Dt (1) and () =Y Dy ()t (1),
. r
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are included in the time correlation function in Eq. (4.39). Wei and Shen argued
that the SPS spectra are particularly sensitive to the motional effect of molecular
orientation [26]. This is because the Xﬁi tensor component associated to the
SPS spectra includes oy, and w, components, and the off-diagonal element of
polarizability o, is readily reduced by the orientational average.

The realistic situations fall between the two extreme cases of Eqgs.(4.34)
and (4.39). We note that the motional effect of molecular orientation is naturally

incorporated in the MD calculation of x ®) by the time correlation function formula.

4.5 Solutions to Problems

4.5.1 Polarization Ratios

[Problem 4.1] Derive Eqs. (4.14) and (4.15) on the basis of the above assumptions.

The ratios B and C are presented using Eq. (3.41) by

(2) o) (2) 2 2 2

g = Kz _ N'O‘yyz Uyyz C— Xz(zg _ N'agz% _ “gz;
@ 2 2 @ - @

Xyzy N - §z)y ;z)y Xyyz N - ;y)z §y)z

Therefore, we formulate a§,2y)z, aﬁ)y, and azzz using Egs. (3.43), (3.47) and (4.13) as
follows.

— 3a > 8 /
Q) ZZZ p'q Hr
e D””qu@”( 9q1 )<8q1>
p/ q/ r/

= Dy¢Dyg Dy Rap + DyyDyyDzy Rap + Dy Dy Doy ap

= (cos ¥ sin¢ + cos @ cos ¢ sin )2 (cos ) Rou

+ (—siny sin¢ + cos 6 cos ¢ cos )2 (cos ) Rou

+ (—sinf cos $)2(cos ) au

= (cos 0 sin” ¢ + cos3 6 cos? ¢) Rap + cos @ sin® 6 cos? ¥ o

__ —— R - —
= (C0s0 + cos’ 0) % + (c0sB — cos? ) % (4.40)

oo,y 0 ’
@ ZZZ p'q Hr
B Do Dea Do ( 9q1 ><3C11>
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=DyeD,eDyr Rap + DyyDyyDyr Roph + Dy Doy Dy ap

= (cos Y sin¢g + cos 6 cos ¢ sin ) (sin ¥ sin0)(— sin O cos ¢) Rau
+ (—siny sin ¢ + cos 6 cos ¢ cos ¥ )(cos ¥ sin6)(— sin b cos ¢) Rap
+ (—sinf cos ¢)(cos#)(—sinO cos p) o

= (—cos 0 sin® 0 cos2 ¢ — 2 sin® § cos ¥ sin ¥ cos ¢ sin @) Rau

+cos 6 sin® @ cos ¢ apu

__ — R - —
= —(cosf — cos3 0) % + (cos @ — cos3 ) %, (4.41)
Yy e 80[ ! ol 8 /
2 1
o2 =" N"Y"D,D.,D., ( s ) (8_)
poq q1 q1

= ngngng RO[/,L —+ DZﬂDZUDZ{ RO[/,L —+ DZ{DZCDZC au

= (sin sin@)2(cos @) Rapt + (cos ¥ sinB)2(cos @) Rap + (cos30) au

= cosOsin>6 Rapu + cos36 apu

= (cosf —cos3 ) Rap +cos30 au. (4.42)
In the above derivation of Egs. (4.40), (4.41), and (4.42), the average over ¢ and

Y is carried out with the assumption of uniform distribution. Using the results of
Egs. (4.40), (4.41), and (4.42), B and C are given by

- -  ——— Rou — ———. o
@ L2 (cos O + cos3 ) —— + (cosf — cos3 0) —
p = Xz _ %z 2 2
2 ) - —— R - —
Xyzy aﬁ?v —(cos @ — cos3 0) % + (cosf — cos3 6) %
=(1+R)COSG—(1—R)COS39’ 4.14)
(1 — R)(cosO — cos36)
c— x2 B a2 B (cos® — cos3 ) Rap + cos3 0 aun
-, 33y — —— R —  —
Xyyz a)(g;)z (cos 6 + cos3 ) % + (cosf — cos3 6) %
2{R 0 1-R 30
{R cosO + ( ) cos? 6} .15

 (1+R)cosf —(1—R)cos? 0

We notice that the final results of B and C in Eqs. (4.14) and (4.15) do not include
N, a and u.



102 4 Two Computational Schemes of x ®

4.5.2 Canonical Time Correlation Function

[Problem 4.2] Prove (A; B) = (B; A) for arbitrary operators A and B in
Eq. (4.24). This indicates that the operators in the canonical correlation function
are commutative like a classical one.

(A; B) is

B
(A; B) = %/ di (exp(AH)A exp(—AH)B) 4.24)
0
B _
= l f dir Tr [M exp(AH)A exp(—)fH)Bi| ,
B Jo )

where Q is the partition function. The variable A in the above integral is transformed
to A’ = B — A. Consequently,

0
(A; B) = —1/ d\' Tr [exp(—A'H) A exp{(\ — B)H}B]
BO Jp

B
= 1 / d)\" Tr [exp(—BH) exp(A'H) B exp(—1'H)A]
BQO Jo

B
= %/ d) (exp(MH)B exp(—A'H)A)
0

= (B; A).
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Chapter 5 ®
Molecular Theory of Local Field Qe

Abstract In applying the microscopic SFG theory to actual interfaces, polarization
properties of condensed dielectric media have to be properly described. These
properties in uniform bulk media are often described with a phenomenological
model, though the detailed microscopic treatment becomes indispensable at inho-
mogeneous interfaces. This chapter summarizes the molecular theory of polarization
properties and offer a general scheme to calculate them by molecular simulation.
These properties can be determined in principle from molecular properties and their
interactions. This theory is of general significance to light-matter interactions, and
also an integral part in the computational analysis of SFG.

Keywords Local field correction factor - Effective polarizability - Interfacial
dielectric constant

The preceding chapter has given two representations of the second-order nonlinear
susceptibility x @, using the polarizability & and the dipole moment g of the
interface system. In this chapter, we argue how the polarizability and dipole
moment of the interface system are described from microscopic configuration of
molecules. In the following discussion, the polarizability and dipole moment of
the whole interface system are denoted with the capital letters by A and M,
respectively, to distinguish them from molecular properties. In the condensed phase,
the polarization properties such as A and M are affected by electrostatic interactions
among constituent molecules. The electrostatic intermolecular interactions mutually
polarize the constituent molecules, and consequently, the polarizability or dipole
moment of the whole system do not become the simple sum of polarizability or
dipole moment of non-interacting molecules. The reliable description of x ® should
take account of this effect of polarization coupling.

The coupling of polarizations is the origin of local field effect in a dielectric
medium, i.e. the local electric field at a molecule in the condensed phase is
influenced by the electrostatic interactions from neighboring molecules and thereby
deviates from the external field [3]. In the classical theory of dielectrics, the local
field effect is often treated by the simple Lorentz model or its analogues for a bulk
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medium [3]. Such classical models deal with the homogeneous bulk medium as
a dielectric continuum. In the inhomogeneous environment of interface, however,
the local field is more complicated than that in the homogeneous medium, and
the theory of dielectric continuum model should become less reliable. Here we
discuss the local field effect at the interface fully from a molecular point of view
[6, 7]. The microscopic theory of local field can accurately describe the effects of
polarization coupling in arbitrary environment, and is straightforwardly applicable
to MD simulation.

In Sect. 5.1 we formulate the general microscopic expressions of dipole moment
and polarizability for the interface system. In Sect. 5.2 these expressions are applied
to the nonlinear susceptibility x ® with fully incorporating the local field effect. The
local field effect in inhomogeneous environment is relevant to the dielectric constant
at interfaces ¢’. Thus, we discuss this issue of ¢’ from the microscopic viewpoint in
Sect.5.3.

In the following discussion, molecular polarization is represented with the
polarizability e and dipole p of constituent molecules in a general manner. The
effect of local field can be described with polarizable MD simulations in general,
irrespective of the modeling method of polarization. To implement the present
theory in practical MD simulation, however, one has to resort to a certain kind of
polarizable molecular model. There are a number of kinds of polarizable models,
such as the point dipole [1, 2, 11], fluctuating charge [8, 10, 13], and Drude
oscillator [5, 14, 15], which have their respective ways to represent the electronic
polarization of molecules. The following theory of local field captures the essential
mechanism of polarization interactions and is applicable to the various polarizable
model, though slight modifications may be required for some models to represent
the polarization properties. We present an example of the Charge Response Kernel
(CRK) model in Sect. 6.4.

5.1 Local Field Correction Factor

Self-consistent polarization We discuss the polarization at an arbitrary micro-
scopic configuration of molecules in the interface system. Let us suppose that the
i-th molecule is located at r(i) at an instantaneous moment, whose permanent
dipole moment vector and polarizability tensor are denoted by uo(i) and (i),
respectively. The polarization of molecules interact each other, and consequently
the total (permanent + induced) dipole moment of the i-th molecule @ (i) and the
electric field at the i-th molecule E (i) are determined in the following form,

wpi) = 1@ + Y apg () Eq(0), (5.1)
q
Ep(i) = EY() = Y > Tpglij)ug (), (5.2)

JEED 49
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where the suffixes p, ¢ denote the space-fixed coordinates, x, y, or z. The first term
of the right-hand side of Eq. (5.1) means the permanent dipole moment of the i-th
molecule, and the second term the induced dipole. E (i) in Eq. (5.2) consists of two
terms. The field generated by the dipoles of neighboring molecules is represented
in the second term of the right-hand side of Eq.(5.2), while the first term E 03)
accounts for the other sources of field than the dipole. 7' (ij) is called the dipole-
dipole coupling tensor, which describes the electric field at r(i) generated by a
dipole moment at r(j). The explicit form of T, (i}) is!

8pq _ SVp(ij)rq(ij)
r(ij)? r(ij)’

where r(ij) = |r(@ij)| = |r(i) —r(j)|. Equations (5.1) and (5.2) define the
coupled relation between the dipole moment g (i) and the electric field E (i),% and
accordingly both quantities should be solved simultaneously in a self-consistent
manner. In polarizable MD simulation, instantaneous polarizations of constituent
molecules are determined at each time step ¢ self-consistently in this way. We
also note that E° in Eq. (5.2) includes the externally imposed field as well as the
intermolecular interactions other than the dipole-dipole coupling.

qu (l]) =

(5.3)

Solutions of i and E Since Egs. (5.1) and (5.2) are linear, the coupled equations
can be solved analytically. Equations (5.1) and (5.2) are written in the matrix form,

nw=pn’+aE,

E=E’—Tpu. (5.4)

InEq (5.4), 1, uo, E, EY are 3N-dimensional vectors, with N being the number of
molecules. They are represented by

px (1) 1y (M)
n(l) py(1) rO(1) (1)
r2) (1) o | @ 1)
= [T lw@f 275« [T e
R(N) E rO(N) 5
e (N) HEN)

1Some other literature employs the reverse sign for the dipole-dipole tensor [4, 9].

2Equations (5.1) and (5.2) account for the dipole-dipole interaction to describe the local field, and
neglect the retardation of the electromagnetic interaction. The latter is relevant to the radiation and
is treated in a separate manner (see Sect. 5.3).
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E.(1) EJ(1)
E(1) Ey(1) E°(1) E9(1)
E(2) E (1) o | E°® E2(1)

E=l . |1=leo| E=| . ||| 6
E(N) : E°(N) :
E.(N) E2(N)

where the components (i), [Lo(i), E(), Eo(i) for the i-th molecule are three-
dimensional vectors. On the other hand, &« and T are 3N x 3N matrices, whose
components are written in the following form,

a(l) 0 --- 0 0 T2 ---T(IN)
0 «?) TR 0 T(2N)

a=| . ) = ) . ) (5.6)
0 a(N) T(M) T(N2) --- 0

In this Eq. (5.6), « is symmetric since ot (i) denotes the 3 x 3 symmetric polarizability
tensor of the i-th molecule. T is also symmetric as T (ij) is a symmetric 3 x 3 matrix.
Then Eq. (5.4) is formally solved as follows.

E:EO—T;L:EO—T(;LO+05E), (5.7)
;L=ﬂo+aE=u0+oe<E0—Tu>. (5.8)

Therefore,
E=[1+Ta]" (EO — T[LO) —g (EO — T[LO) , (5.9)
w=[1+ar]! ([LO + ocEO) =gT ([LO + ozEO) = gTuO/, (5.10)

where [LO/ =pn® +aE’ gisa3N x 3N matrix defined by
g=[1+Ta]"! (or ol = [1+aT]*1). (5.11)

Equations (5.9) and (5.10) manifest the physical meaning of g and g”. Equa-
tion (5.9) indicates that g is the factor to modify the electric field from E® — T u®
to E,

(EO — T;LO) 5 E.



5.1 Local Field Correction Factor 109

The left side consists of the “external” field E° and the electric field from permanent
dipoles of neighboring molecules —T u°. E®—T u is a hypothetical electric field in
Eq. (5.7) with the polarizability switched off, « = 0. In the realistic case, however,
the dipole moments of molecules are affected each other, and as a consequence,
the electric field changes from E® — Tu® to E. g is therefore considered to be a
microscopic definition of the local field correction factor, and deviates from unity
when the constituent molecules are polarizable.

In the same vein, Eq. (5.10) illustrates the role of g”, which changes the dipole
moments of molecules from [LO/ to ut,

0 0 o &
n +ocE>=p, — W.

The left side ;1,0/ stands for the dipole moment consisting of the permanent dipole
u and the induced one by the external field & E°. Accordingly, [LO/ does not include
the dipole-dipole interaction among molecular polarizations, and g7 takes account
of the dipole-dipole coupling effect on the polarizations. To summarize, both factors
g and g7 account for the effect of the self-consistent coupling among polarizations.
g affects on the electric field while g7 on the dipole moment. Note the distinction
between g and g7 in the transpose relation.

Dipole M Using the solutions of E and u in Egs. (5.9) and (5.10), we can derive
the dipole moment and polarizability of the whole system. The dipole moment of
the whole system M is given by the sum of total (permanent + induced) dipole
moments of constituent molecules,

N
M= Z[L(i). (5.12)
i=1

p(i) is a part of the 3N-dimensional vector u in Eq.(5.5). Equation (5.12) is
expanded in the component representation using Eq. (5.10) by

N N x~z x~z
My =Y npi)=2_Y g5 Gj) (ugm + ZaqrmEﬁ’(n)
i=l i.j 4q r
N x~z x~z N x~z
=YD eh il =D ul(Negpid =Y > 1 (1) fap(i)-
Lj 4

ij 4 =1 q
(5.13)

g(ij) and g7 (ij) are 3 x 3 matrices, which are parts of the 3N x 3N matrices of g
and g7, respectively,

g(11) g(12) --- g(IN) ghan gra2) --- g"(an)
g2l g(22) , |&'ey ghey ghemn

8= » & =

g(N1D) g(NN) g"(N1) gT(N2) --- g"(NN)
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In the last expression of Eq. (5.13), f(i) is a 3 x 3 matrix for each i as,

N
Fra@) =" 8pqif)- (5.14)

j=1
f (i) indicates the correction factor for the dipole moment of the i-th molecule.

Polarizability A The polarizability of the whole system A is defined as the
derivative of the dipole moment M with respect to the external field. Here we
introduce the generalized effective polarizability of 3N x 3N tensor, o
ap/dE", as the derivative of p with respect to the electric field EC. Tt is derived
by differentiating Eq. (5.10) as

: a
o = B_EIL'O =gla=1+all 'a=a[l+Ta]™' =ag. (5.15)

o is written by

a(11) «(12) -+ «*(1N)

o | efeD «@22)
o = . .

a*(N1) - af(NN)

using the 3 x 3 component matrices a°T(ij) = du(i)/dE(j). a®(ij) is the
derivative of the dipole moment of the i-th molecule with respect to the electric
field at the j-th molecule. Note that «°(i j) may have finite values for i # j due to
the interaction between induced polarizations, in contrast to & in Eq. (5.6).

Suppose that the external field at j-th molecule varies by SE%(}), it changes
the dipole moment of the same j-th molecule. As a consequence, the modified
dipole changes the polarization of a neighboring i-th molecule by §u(i) through
the electrostatic intermolecular coupling. The first-order variation of §u(i) is given
with the variation of § E%(j) by

N
su(i) =y aMi(ij) SE°(j)
j=1

N
=) gij) SE°(j) = a(i) SE™(i). (5.16)
j=1

The last expression of Eq.(5.16) is obtained by using the differential relation of
Eq. (5.9) with respect to E°,

SE(i) =) g(ij) SE°(j) = SE"(i),
i
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and S E (i) is denoted with the superscript “loc” to designate the local field of i-th
molecule.? The last expression of Eq. (5.16) means that 6 (i) is also represented as
the local response of i-th molecule to the change in the local field § E'°(i).

Then we deal with a variation of the external field of light, § E*'. This gives rise
to the uniform variation of E°, SE°(1) = §E°(2) = --- = SEO(N) = S E®", since
the external field of light is considered uniform in the microscopic scale in question.
Accordingly, Eq. (5.16) indicates § (i) to be

N N
Sy =Y @) SE°(j) = | D)) | SE.
j=1 j=1

This formula is written in the component representation using the factor g(ij)

or f(i),

N N x~z
Sup() =) D opg (D SES =D Y apr(i) grq(if) SES
Jj 4 Jjoa.r
X~z X~z
= pr(i) frg(@)SEX =) (i) SE)(i). (5.17)
q,r r

Equation (5.17) includes the variation of the local field (SE}OC (i) given by

xX~Z X~z

SEFS() =Y D 8rq i) SES = Y frg (D) SES™. G18)
joa 1

Equation (5.18) clearly indicates that f (i) is the correction factor for the local field
at the i-th molecule with respect to the uniform external field. By addition of the
uniform external field, the dipole moment of the whole system § M changes by

N N N
SM =Y o) =|>_> aj) | SES.
i=1 i=1 j=1

This formula indicates the polarizability of the whole system A = dM/JE,
which presents the response of M with respect to the uniform external field EX', as

N N
A=),

i=1 j=1I

3In the following we employ E'°° with the superscript “loc” for E to distinguish the local field
from other kinds of field.
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The components of A are written by

N N x~z N x~z
Apg =) ) =) > apr@Dgrgif) = D Y e frg@). (519
i,j ij T i

Equation (5.19) shows that A is not simply the sum of «(i), but involves the local
field correction factor f(i).

5.2 Local Field Correction for x ?

Next, we irradiate the interface system with oscillating electric fields of visible light
E**(w1) and infrared light E*'(w;). The superscript “ext” designates the external
fields of perturbation.* Then the nonlinear susceptibility of interface generates the
sum-frequency polarization at the i-th molecule, namely p®-%(i, Q). Here we
formulate the sum-frequency polarization generated at the interface from the sum-
frequency polarization at each molecule.

Let us recall the microscopic derivation of nonlinear polarization from the
second-order perturbation on the density matrix in Chap. 3. When we have defined
the perturbation Hamiltonian H = —fi - E**'(t) in Eq. (3.18) in the semiclassical
theory, fi designates the dipole operator of the whole material system (including
the interface) and EX!(¢) is the external electric field as the perturbation. The dipole
operator for the whole material system ft is given by the sum of dipole operators
of constituent molecules fi(j),i.e. it = Y fi(j). The second-order polarization in

J
Eq. (3.29) has been represented with the dipole operator fi and the second-order
density matrix p® by

N N
PP =T [y 0?0 ] =T [ | Y, () | 2200 | = 32 P00 0.
J J

(5.20)

We put the superscript O in the left-hand side to emphasize that Eq. (5.20) is the
simple sum of the bare nonlinear polarizations of the molecules. This relation
is converted to the frequency domain by taking the Fourier transformation and
extracting the exp(—i€2t) component,

N
P[()Z),O(Q) — ZI’L;Z)’O(J.’ Q) (521)
J

4We note the distinction between E®'(w) and the incident field E () in Chap. 2, as detailed in
Sect. 5.3.
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Since P@-9(Q) in Eq. (5.21) is induced by E*'(w1) and E'(w,), we could define
. 2.0
a nonlinear susceptibility x 47 (2, w1, w2) by

PPOQ) = x50, w1, 02) ES (1) EF (@2). (5.22)
As discussed in Chap. 3, the nonlinear susceptibility x ®-° consists of the vibra-
tionally resonant and nonresonant parts. The resonant part x -0 is represented
with the classical time correlation function between the polarizability A and dipole
moment M of the whole system (i.e. A, in Eq.(5.19) and M, in Eq. (5.13)),

iw ©
XSO (Q, w1, @) = k—2 dt (Apq ()M, )exp(iwat), (5.23)
BT Jo
where
N x~z N x~z
. . /
qu zzzapr(f)frq(J)v MrZZZM? (k) fsr (k).
j=1r k=1 s

We note that the local field correction factors f,,(i) and f;-(k) in the above
equations are associated to the visible and infrared fields, respectively. This role
becomes evident by multiplying the respective fields in Eq. (5.22) as follows,

N x~z N x~z

ApgES @) =D apr () frg (DES @) = YD apr(NE G, @),
j=1r j=1r
N x~z , N x~z ,

M Ew2) =) Y nd (0) for D EM (@) = Y Y ud () EX* (k. 7).
k=1 s k=1 s

These equations apparently indicate that the f factor changes the external visi-
ble/infrared field E'(w2) to the local field E (@, /2), respectively.

The above formulas (5.20), (5.21), (5.22) have treated the bare nonlinear
polarizations induced by the second-order perturbation. However, the bare nonlinear
polarization u®:0(i, Q) interacts each other by the dielectric coupling in the same
way as discussed in Sect.5.1, and thereby modifies itself from u®-9(i, Q) to
p® (i, Q). This effect of dielectric coupling has to be considered to derive the
observed polarization at the sum frequency 2. The relation between u®-0(i, Q)
and u® (i, Q) is given after Eq. (5.8) in Sect. 5.1 by

x~z N x~z
w0 Q) = P06 Q) = apg () DY Ty iHn® (. Q).
q JEE) T
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or

n?(Q) = p?Q) —aTp® @
=1 +aT]"'n®0@) = g™
in the matrix form, where the external field E°(Q) at the sum frequency Q in

Eq. (5.8) is assumed to be absent. Consequently, the sum-frequency polarization
of the whole system P,EZ)(Q) is

N x~z N x~z
PP (@)= Zu@’(z Q=Y gp(iu (G, Q= Zngp(nu?)% Q).
Lj S J

(5.24)

The second-order polarization including the dielectric coupling is thus represented
in the semi-classical manner by

N x~z

PRO =33 fo) Tr [11(p® 0] (5.25)

J

The above argument clarifies the distinction between P(2)’0(Q) in Eq.(5.21) and
P®@(Q) in Eq. (5.24) for describing the sum-frequency polarization. Accordingly,
we introduce another form of nonlinear susceptibility x @, instead of x @9, which
corresponds to P(z)(Q) as

PP(Q) = x50 (2. w1, 02) ES (1) ES (7). (5.26)

The difference between x 0 and x® comes from the difference in the defi-
nition of the sum-frequency polarization, P(z)‘O(Q) and P(z)(Q). The observed
sum-frequency polarization and the corresponding nonlinear susceptibility are
represented by the latter quantities, P® () and x @, in Eq. (5.26).

The vibrationally resonant part of x ) is therefore expressed as

X(Z) res(Q’ o1, @) = [10)) /Oodt< eff, ()M, >exp(iw2t), (5.27)
pqr ksT Jo g
where
N x~z
Actipg = D > fap(Dasr (D frg () = Zaeffu)
Uy j= (5.28)

N x~z

M =S W0 fr k) = Z Hesr (k).

k=1 s
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The three local field correction factors, fs,(j), frq(j) and f,(k), in Eq. (5.28) are
associated to the sum-frequency €2, visible w1, and infrared w; fields, respectively.
The computational analysis of SFG spectra by MD simulation employs the expres-
sion of Eq. (5.27).

To summarize the above computational procedure of A and M, the calculation
of x® by MD simulation requires the following properties of constituent molecules
at each time:

(i) dipole-dipole coupling tensor T (ij),
(ii) external field E°(}),
(iii) polarizability tensor « (),
(iv) permanent dipole moment vector u°(j).

Among these properties, (i) and (ii) are readily obtained from the instantaneous
molecular configuration {r(j)}. Conventional force fields for MD simulation allow
for calculating E°(j) at each time step, as it is a necessary quantity to evaluate
electrostatic forces. On the other hand, usual force fields of MD do not provide (iii)
and (iv). We have to obtain the instantaneous values of a(j) and [LO( J) at each time
step in addition to the force field calculations. The modeling of e(j) and () will
be discussed in the next Chap. 6.

5.3 Interfacial Dielectric Constant &’

The preceding argument on the local field is quite relevant to the microscopic
understanding of the interfacial dielectric constant ¢’ mentioned in Chap. 2. As we
have summarized in Sect. 2.3 the factors to determine the SFG and SHG spectra,
the factors related to interface properties include the nonlinear susceptibility x ®
and the dielectric constant of the interface ¢’. The preceding Sect. 5.2 provided
microscopic formulation of x® on the basis of the molecular theory of local field.
In relation to the above argument, we discuss here the interfacial dielectric constant
¢’ from the same molecular viewpoint. The microscopic local field is connected to
the concept of ¢’ in the phenomenological three-layer model.

External field vs. local field Let us consider the optical geometry of SFG
measurement in Fig.2.1. We notice that Fig. 2.1 adopts the three-layer model and
assumes the infinite thin layer of interface at z &~ 0. However, here we discuss
the structure and properties in the interface layer. In the following discussion the
medium « is assumed to be vacuum for simplicity, and hence ¢* = 1, though
extension to other situations is straightforward.

For microscopic treatment of electric fields at the interface, we distinguish the
incident field E;, external field E®, and local field E'°°. Suppose a plane wave
E(wy) (f = 1or2)in Eq.(2.11) is incident from the medium o (vacuum) to the
interface, the interface region near z ~ 0 feels the external field of the frequency
wr, E (w 7). This is a superposition of the incident and reflected radiation fields,
and thus related to the incident field through the optical factor Lj(wy),
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E(wy) = Li(ws)EY(wy) (for f =1or2), (5.29)
where
2qP
_4 0
gﬂq‘x + qﬂ
Li(w;) 24" (5.30)
w = E——— .
n 9" +q°
2eP g
0 - -
gﬁqa + ql3

The notations included in Eq. (5.30) are common with those of the Fresnel factor
F'=J in Eq.(2.18). F'J for the three-layer model coincides with L; by setting
e =¢' = 1. E%(wy) in Eq. (5.29) omits its z dependence, since we treat the field
near the interface (z & 0) in a microscopic dimension much shorter than the light
wavelength.

The external field at the interface, E'(w 1), 18 not identical to the local field that
is felt by an individual molecule there, due to the local field correction in Sect. 5.1.
The microscopic local field near the interface E'° is related to E®! with the local
field factor f(z, a)f),5

Eloc(z,a)f) = f(z,a)f)Ee’“(a)f) = f@z,0p)Li(wp)E} (wy). (5.31)

E'c(z, wy) and f(z,wy) in Eq.(5.31) depend on the z coordinate in the micro-
scopic dimension (z & 0) due to the inhomogeneous structure of the interface, in
contrast to E¥(wy). f(z, wy) is a diagonal tensor for an azimuthally isotropic
interface, where f, = f) and f; is distinct from the other two, for symmetry
reasons.

The above formulation of the local field involves both the optical factor L and
the local field factor f, which have distinct physical origins of interactions. L is
associated to the radiation field emitted by oscillating dipoles, while f is to the
near field or the dipole-dipole coupling. The f(z, ) in Eq.(5.31) is essentially
equivalent to the microscopic quantity f (i) of Eq.(5.14) in Sect.5.1. The latter is
defined at an instantaneous molecular configuration, while the former is obtained by
statistically averaging the molecular configurations of the interface.

Local field and dielectric constant We deal with the z dependence of f(z, wy) in
relation to the dielectric constant. First, consider the bulk region (z < 0) of uniform
medium with a dielectric constant . Then the classical Lorentz model [3] illustrated
in Fig. 5.1a, b leads to

e+2 e+2

fe=fy=—5" ad fi=——. (5.32)

5Note that Ref. [12] denotes the local field factor by s.
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@ —— E5 (b) Eze’“T

+ + + + + £ + + +

Fig. 5.1 Lorentz models in the bulk (a, b) and at the interface (c, d). (a, ¢) External electric field
ES* parallel to the interface, (b, d) E?’“ perpendicular to the interface

We notice that & corresponds to the ratio of the local field factors, ¢ = f,/f.
The dielectric constant acts as a screening factor of the electric field normal to a
surface by induced surface charges. In a similar manner, Zhuang et al. [16] applied
the Lorentz model to describe the dielectric property at the interface, and proposed

, e(e+5)

[Problem 5.1] Let us derive &’ in Eq.(5.33) on the basis of the Lorentz model
illustrated in Fig. 5.1a—d.

(a, b) Bulk First, suppose a spherical cavity of radius » embedded in the bulk of a
slab with a dielectric constant &, and put the system in an electric field ES* or E Ze’“.
Show that the local fields inside the cavity in the two cases are

2 2
E = fES = —87; ES and  E° = fES = —8; ES. (532)
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Fig. 5.2 MD results of
dielectric properties at A
air/water interface as a r (a) ,D( z )
function of the depth

coordinate Z [12], where 0r 1 ‘ ‘ ‘
Z = 0 stands for the Gibbs 14 r (b) f( é\ ) / Lorentz -
dividing surface, and Z > 0 . JX

(z < 0) for the gas (liquid)
phase. (a) density profile
0(2). (b) local field factors
fx(2) (red) and f;(2) (blue)
at optical frequency. Dashed
horizontal lines of fLorent
and fLorn ghow the results
of Lorentz model in

Eq. (5.32). (¢) dielectric
constant £(2) = fx(2)/fz(2).
(Reprinted with permission
from Ref. [12]. Copyright
2011, American Institute of
Physics)

1.0

(g/cm?)

- Lorentz
Sz

(c, d) Surface Next, suppose a hemisphere cavity at the interface. Show that the
local fields E'°° and E!° at the center of the hemisphere in the two cases are

e+5
E}I{oc — fxsurf EEXt — . E)ecxt and E;OC — fzsurf E?Xt —

Take the ratio of the local field factors to derive &’ = £/ fzSLlrf .

We should note, however, that the quantitative applicability of Eq. (5.33) is not
clear because of the limitation of the dielectric continuum model in a molecular
scale. Alternatively, the molecular theory of local field in Sect.5.1 allows us to
directly calculate f(z, ) near the surface by MD simulation [12]. Figure 5.2 shows
an example of the MD results of f(z, w) at optical frequency as a function of z
for air/water interface. Panel (b) shows that f — 1 at z > 0 (gas phase), while it
approaches the values of the Lorentz model in Eq. (5.32) at z <« 0 (liquid phase).
The transition of f takes place within a nanometer of the interface region. The ratio
e(z) = fx(2)/f:(z) is plotted as a function of z in Panel (c). The value varies from
e = 1 (gas) to 1.72 (liquid), and its transition behavior is similar with that of the
density profile p(z) in Panel (a).

Microscopic &’ The interfacial dielectric constant & is a phenomenological param-
eter used in the three-layer model in Chap. 2. Essentially it accounts for the local
field effect on the nonlinear polarization at the interface for the SFG or SHG spectra.
Now the local field at the interface is formulated in the microscopic level, ¢’ can be
represented as well.
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As we discussed in Sect. 5.2, the bare second-order polarization induced at the
interface, P®-0(Q) in Eq. (5.21), is influenced by the local field and modified to
P®@(Q) in Eq. (5.24). The two polarization are given by

N
PPO@) =" P03 @), (5.21)
J
N x~z
PR@ =) "> fip() P03, @), (5.24)
i s
where p = x ~ z and j denotes the constituent molecules. Equations (5.21)

and (5.24) express the difference between P®-0 and P® with the local field
factors of molecules f,(j) (or f( j)T). The ratio between P@-0 and P@ is thus
represented by

N x~z

o YN fop() @G, @)
surf __ PP (Q) _ J S
f

= = 5.35

N
210G )
J

The ratio f ;urf accounts for the local field correction for the nonlinear polarization
at the interface. Therefore, it allows for determining the effective local field factor
of the interface f*" for the SHG and SFG spectroscopy in the microscopic level.
£ should be a diagonal tensor,

surf
X
fsurf — surf
y e
fzsur
for an azimuthally isotropic interface with f;“rf = fysurf for symmetry reasons, and

the diagonal elements are presented by Eq. (5.35). The interfacial dielectric constant
¢’ is accordingly defined as &' = 5T/ f;urf, using £ in Eq. (5.35) instead of
Eq. (5.34).

Equation (5.35) shows that the local field factor of the interface f* is the
average of the local field factor of j-th molecule f(j) with a weight of its nonlinear
polarization 1 ®-0(j). This definition of f*"" provides a microscopic basis to the
phenomenological parameter &’.

We also note that the x(z) formula of Egs.(5.27) and (5.28) in Sect.5.2
incorporates the effect of local field through molecular interactions. Therefore,
the computation of X(Z) by Eq.(5.27) or (5.28) obviates explicit use of the
phenomenological parameter ¢’ to evaluate the nonlinear polarization at interface.
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5.4 Solutions to Problems

5.4.1 Interfacial Dielectric Constant

[Problem 5.1] Let us derive ¢’ in Eq.(5.33) on the basis of the Lorentz model
illustrated in Fig. 5.1a—d.

(a, b) Bulk First, suppose a spherical cavity of radius » embedded in the bulk of a
slab with a dielectric constant ¢, and put the system in an electric field ES* or ESX.
Show that the local fields inside the cavity in the two cases are

€+2 Eext and Eloc — szext €+2

3 ! ¢ = E 63

loc ext _
Ex = fx Ex

(c, d) Surface Next, suppose a hemisphere cavity at the interface. Show that the
local fields E°° and E ;OC at the center of the hemisphere in the two cases are

2e +1 Eext

(5.34)

e+5
E)I(oc — fxsurf EEXt — -

ext loc __ psurf ext __
EY and E" = 7 E;

Take the ratio of the local field factors to derive &’ = f;“rf/ fzs”rf.

Here we discuss the relation between the local field and the dielectric constant.
The relation is distinct in the bulk and at the interface, and the difference could be
used to define the dielectric constant at the interface. The local field inside the cavity
is evaluated by the Lorentz model [3].

(1) Bulk In case (a),

(a)
E)lcoc — E?t +/ do P, C;)S@ cosO — E;xt + 4_an
r 3
sphere
2
8 —:i; Eext fx EeXt, (536)
e—1
where o denotes the surface of the cavity, and the polarization P, = e ES
v
In case (b),

(b)

P, cos@ 8
E?’C = EX +f do = cosf —4r P, = E — ?Pz

sphere r?
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8+2

3 Eext fZ Eext (537)
&

e—1 e—1
where P, = 4—(E§Xt —4nP;) = P E'. We note that the induced charge at
T 0 F e ©

e
the surface of the slab is involved in case (b). By comparing Egs. (5.36) and (5.37),
the dielectric constant € corresponds to the ratio of the two local fields, ¢ = f/f;.

(2) Surface Next, we adopt the similar argument on the local field at the interface
using a hemisphere cavity in Fig. 5.1c, d. In case (c),

P %
(©) E!° = X4 / da% cos 6
hemisphere r
T T P 2 0
— Eo¢ +/ d¢>/ sin6 do >0
0 r
2 5 .
— E)ecxt + TJTPX — & ‘g Eext — f;urfE;Xt. (538)
In case (d),
P 0
@ EM = BN / do =27 cos6 — 27 P,
hemisphere r
27 /2 P 29
= ES f dg / sin6 d6o P2 _ox P,
0 r
4 2e + 1
—fFXt_ " p _ Eext — surtEext 5.39
Z 3 Z 38 f ( )
Therefore, the dielectric constant of the interface ¢’ is
/ surf ; psurf e+5 / 2e +1 8(8 + 5)
= = = . 5.33
e =t ( 6 ) 3¢ 2026 + 1) (>-33)
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Chapter 6 ®
Charge Response Kernel for Electronic Qe
Polarization

Abstract The charge response kernel (CRK) is a non-empirical and universal
method to represent polarization of molecules. It is particularly powerful to the
MD calculations of SFG spectroscopy. This chapter explains the CRK theory and
its application to polarizable MD simulation. The CRK is rigorously formulated as
a second-order derivative of electronic energy on the basis of electronic structure
theory, either the ab initio molecular orbital or density functional theory. The calcu-
lated CRK offers a general method of fluctuation charges to MD simulation, and also
represents the dipole, polarizability and second-order nonlinear susceptibility on the
same footing with equivalent accuracy to the underlying ab initio calculations.

Keywords Charge response kernel (CRK) - Electrostatic potential (ESP) charge -
Coupled perturbed Hartree-Fock (CPHF) - Polarizable force field

This chapter deals with molecular modeling methods of A.¢ and M in Eq. (5.28)
for actual interface systems. To construct Aeg and M from molecular simulation,
we need the molecular polarizability tensor a(j) and dipole moment vector (j).
These molecular properties should be defined at instantaneous configuration, as they
vary with molecular rotation and vibration. Since conventional force fields of MD
do not offer these properties, we need to evaluate them at each time step in addition
to the force field calculations. The modeling of e (j) and () is the heart of the SFG
calculation by MD simulation, and the reliability of the results critically depends on
the accuracy of this modeling. One straightforward method to describe them would
be to carry out direct electronic structure calculation of these quantities at each time
step of MD simulation like the ab initio MD simulation [4, 12, 14]. It could obviate
the modeling in principle, whereas the computational cost is substantially larger
than that of the usual ab initio MD simulation, since computation of polarizability
is more demanding than that of energy or force.

Here we present a general solution for the modeling of «(j) and w(j) on
the basis of the charge response kernel (CRK) theory [3, 7, 9]. This theory
provides a universal method to describe molecular polarization from non-empirical

© Springer Nature Singapore Pte Ltd. 2018 123
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calculations of ab initio molecular orbital (MO) or density functional theory (DFT).
This is particularly useful to SFG calculations, as it reconciles the ab initio accuracy
in the above modeling and the computational efficiency of classical MD simulation.

6.1 Charge Response Kernel (CRK)

The charge response kernel (CRK) is introduced to represent electronic polarization
in a site representation of molecular model. As illustrated in the site model in
Fig. 6.1, CRK is defined with the following derivative quantity [7],

(30,
Kop = <8Vb>’ (6.1)

where Q, is the partial charge at the site a, and V, is the electrostatic potential at the
site b. The locations of the sites are arbitrary in principle, though they are usually
set at nuclear positions. Equation (6.1) expresses the intramolecular redistribution
of electron density induced by the external electrostatic potential. When the sites a
and b are different, K, represents non-local response of electron density.

The CRK theory defines Eq. (6.1) non-empirically on the basis of ab initio MO
or DFT. The partial charge Q, is defined as the electrostatic potential (ESP) charge
[2, 6], which is derived from quantum chemical calculation of electron density so as
to reproduce the surrounding electrostatic potential by the least square fitting. The
ESP charge is suitable to represent the intermolecular interactions, and is widely
used for molecular simulations. We employ the ESP charge in the following, though
other definitions of Q, are also feasible as long as Q, is uniquely determined from
the electron density.

The CRK theory offers a straightforward route of calculating K, in Eq. (6.1)
by extending the definition of Q,. The calculation method of K, is analogous to
that of Hessian or polarizability, as these quantities are commonly considered as
response quantities to external perturbation (nuclear position, electric field, etc.), or
second-order derivatives of the electronic energy.

Fig. 6.1 Interaction site

model of a molecule. Partial [0
charge at site a and

electrostatic potential at site b

are illustrated



6.2 Electronic Structure Theory of CRK 125
6.2 Electronic Structure Theory of CRK

The CRK model is defined as a second-order derivative quantity in an arbitrary
electronic structure theory of ab initio MO or DFT. In the present section, it
is formulated with the closed-shell Hartree-Fock wavefunction for an example.
Application to other levels of theory, including DFT [3], is straightforward once
the perturbation Hamiltonian is given in the following.

Hamiltonian with perturbation The whole Hamiltonian of the electronic struc-
ture with the perturbation is given by

H=H)+H, (6.2)
where ﬁo is the conventional (non-relativistic) electronic Hamiltonian for an

isolated molecule, consisting of the kinetic energy, nuclear attraction and electron
repulsion,

) Ne hz nuc
Ho = Z <—2mev,.2 Zm) Xz:z |r’

2
S ITIRD 9) i ©

where N, is the number of electrons in the molecule, m,, is the electron mass, and r;,
r j are the coordinates of electrons. Z. and Ry (c) are the charge and coordinate of
the c-th nucleus, respectively. Equation (6.3) consists of the sum of the one-electron
operators,

R h2 nuc Zcez
hol) = 53—V} =)  ————. (6.4)
2m, Zﬁn—me
2
and the electron-electron repulsion terms, Z Z ﬁ
. ri—rj

1

H' in Eq.(6.2) is the perturbation Hamlltoman by the external electrostatic
potential in the site representation, i.e.

site

=Y 0uVa, (6.5)

where V,, is the electrostatic potential at the site a, and Q, is the ESP partial charge
operator at the site a [7]. V, is treated as the parameter for the external perturbation
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on the electronic structure. The partial charge Q, is given with the expected value
at an electronic (many-body) wavefunction W by

00 =(W1041¥).

The partial charge Q, is related to the derivative of the total energy £ by the
Hellmann-Feynman theorem,

A

:é - 88Va (W|FI|\D>=<W|§ZW>:(wéaw): 0.. (6.6)

This relation (6.6) is valid when the wavefunction W satisfies the variational
principle. The CRK is consequently given by the second-order derivative of the
total energy &,

00, 0%
vy,  aV,0V

Kap = (6.7)

The above Eq. (6.7) obviously indicates that K, is a symmetric matrix, K,p = Kp,.

ESP charge Then we define the ESP charge O, and its operator Q.. The partial
charge Q, is determined from electron density and position of nuclei, and the elec-
tron density is given as a function of one-electron spatial coordinate. Accordingly, its
operator O, is presented with the one-electron operator for population distribution
n4 (i) and a function of the nuclear position by

Ne
Qu=—e ) hali) + QN (6.8)

i=1

The first term of Eq. (6.8) is a sum of one-electron operators 7, (i) for equivalent
N, electrons, and represents the occupation number of electrons at each site a. The
second term Q}"® accounts for the contribution of nuclear charge. Q, is represented

as the expectation value of Qa,

AO

Q4 = <‘Ij|Qa|\I-’> = —EZqu (P|ﬁa|q>+ quc’ (6.9)

p.q

where p, g denotes the basis sets (atomic orbitals in conventional quantum chem-
istry), and D, is the one-electron density matrix. The last expression of Eq. (6.9)
including the density matrix is valid also for DFT, which does not explicitly treat
the wavefunction.

The ESP charge Q, is determined so as to reproduce the surrounding electrostatic
potential, as illustrated in Fig. 6.2. First we introduce a set of monitoring points
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Fig. 6.2 Schematic picture Rg(n)
of the electrostatic potential
at Rg(n)

{Rg(n)} to evaluate the electrostatic potential in outer region of the molecule. The
locations of { Rg(n)} are arbitrary, though they are usually distributed evenly on the
van der Waals envelope (green line in Fig. 6.1) or in the outer region. The electrons
and nuclei of the molecule generate the electrostatic potential ¢ (Rg(n)) at the point
Rg(n) by

nuc

pr) Zee
R = — —_— TR () — R ()|
¢ (Rg(n)) e/ Ir — Rg(n)| +Z |RN(c) — Rg(n)|

nuc
Z.e

eZD”q<”' —R <)|'q>+;|RN<c>—RG(n>|’ (€10

where r is the electron coordinate, and p (r) is the electron density at r. The matrix
1 . . . .
element < pl m |q> is equivalent to the conventional one-electron integral
r

for the nuclear attraction in the quantum chemistry, by replacing Rg(n) with the
nuclear coordinate.

Instead of the quantum chemical formula of Eq. (6.10), the electrostatic potential
at Rg(n) is alternatively represented using a set of partial charges {Q,} located
at R(a). The electrostatic potential is presented with the model of partial charges

{Qa} by

site

model _ Qa
¢" N (R (n)) = Z R~ Reonl 6.11)

(We again note that R (a) is arbitrary in the above formula, though it is often located
at the nuclear position, Ry (c).) The set of ESP charges {Q,} are determined so
that ¢™°%(R;(n)) in Eq. (6.11) coincides with ¢(Rg(n)) in Eq. (6.10) as much as
possible. This procedure of optimization of {Q,} is carried out with the least square
fitting that minimizes the following square displacement L,

grid

2
L{Qa) = Y {#™* (Ra(m) — p(Rsm)] . (6.12)

n
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The least square fitting results in the following definition of 7, and Q" in Eq. (6.9),

site

fia =Y (A" By, (6.13)
b

site

0 = (A" HapCre, (6.14)
b

where A, B, C are given by

grid
1 1
Agp = . , 6.15
»= 2 Rt — o)l TRG) = Raw) ©1>
grid
o 1 1
B, = . , 6.16
2 Rel IR@ = Raw] ©19)
grid nuc
Z; 1
c. = . , 6.17
2.2 {Rni@ - Ra@l  TR@ = Ra() ©1D

Equations (6.13) and (6.14) determine the partial charge Q, and its operator Qa in
Eq. (6.9).

[Problem 6.1] Derive 71, and Q5" in Egs. (6.13) and (6.14) by minimizing L in
Eq. (6.12).

Note 1. If the locations of the site a coincide with those of nuclei, Q7" in
Eq. (6.9) is identical to the nuclear charge at the site in Eq. (6.14).

Note 2. The above procedure of least square fitting is often accompanied with
some extra constraints on the total charge or the dipole moment of the molecule,

e.g.

site

Z 0, = O (constant),

site

Z Q.R(a) = p (constant),

where the values Q and p in the right hand side are given as the constraint
conditions. Such constraints can be readily implemented in the least square fitting
of Problem 6.1 using the Lagrange multipliers [9].
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Note 3. The ESP charges tend to be problematic to determine for buried sites of
molecules [1]. This problem is resolved with introducing a damping parameter
in the least square fitting procedure, as described in Ref. [9]. This modification
effectively removes the instability of the definition, while the following proce-
dure of CRK calculations unchanged.

Charge Response Kernel Once the perturbation Hamiltonian H' is defined above,
the derivative of the total energy £ or the wavefunction W by the external parameter
V is uniquely determined. Consequently, the CRK K, is determined using the
derivatives,

9%E 90, AW . ~ QW
= = =(—10,|¥ V|04l — ). 6.18
VooV, — v, <3Vb|Qa| >+< IQa|3Vb> (6.18)

ab

In what follows, we outline the derivation of CRK with a closed-shell Hartree-Fock
wavefunction V. The details of the derivation is given in Appendix A.1.

The many-electron wavefunction W is given with a normalized Slater determi-
nant [13],

vi(a() YiDAA) -+ Ynep(HB)
1 V1 (2a(2)
V Ne! :

v =

, (6.19)

U1(Ne)a(Ne) - Yne2(Ne) B(Ne)

where ;o and W; 8 denote the i-th molecular orbital with & and B spin, respec-
tively. Suppose that the i-th molecular orbital (MO) ; is represented by a linear
combination of proper basis functions {x p},l

AO
Vi =Y Cpixp- (6.20)
p

Then the derivative of the wavefunction W in Eq. (6.18) can be presented with the
derivatives of the MO coefficients {C;}. We express these derivatives (dCp; /0 Vj)
in the form of linear combination of MO coefficients using a matrix U 5?[ by

0C) =
pi b
A _;c,,/(/j,. 6.21)

Then U f’i is determined as the solution of the following linear equation.

occ vir

(er — &)U+ Y Y Hikj U, = e (Ynlislyi), (6.22)
j ok

n the present section, the suffixes i, j, k, [ stand for the MOs, while p,q,r, s for the basis
functions.
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where the suffix j denotes the occupied MOs and k denotes the virtual (unoccupied)
MOs. ¢; is the canonical orbital energy for the i-th orbital v;. Hjj; is the two-
electron integral in the MO representation,

Hiikj = 4 (Vivilvwr ;) — (Wavelvivj) — (Vv j 1) (6.23)
where
2
(Vi [vin) / f x/n(r)w,ml |wk<r W (r'drdr’
AO
= Z CpiquCrszl (Xqu|XrXs)
p,q,r,s
and
AO
(WalAslvi) =Y CpiCai(Xplinlxg)- (6.24)
p.q

Equation (6.22) is a set of coupled linear equations for U Jl.’i, called the Coupled-

Perturbed Hartree-Fock (CPHF) equation [5, 10]. Using the solution of U, f; ,the CRK
K,p is calculated as follows,

occ vir

004
v, (Pliala ——%ZZ Vjlialyi) UG, (6.25)

K = =
ab 3 Vb

The analogous formulations with CPHF are utilized to other response quantities
or second-order derivatives of the electronic energy, such as force constant, polar-
izability, etc. The CRK is a variant of the general formulations of the second-order
derivatives. As a consequence, the extension of CRK to other wavefunctions can be
carried out in the common framework with other derivative quantities.

[Problem 6.2] Since the CRK K, is a symmetric matrix, it is diagonalized by a
proper unitary matrix P,

PTKP = ,

where Ny is the number of sites in the molecule. Prove that (i) all the eigenvalues
Mg are not positive (A, < 0), and (ii) one eigenvalue is necessarily zero.
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(Hint) Suppose that the zero-th order wavefunction and the total energy for the
ground state are Wy and &, respectively, with no external perturbation V = 0.
Then, by adding the perturbation V, the total energy £ is expanded in a series of
perturbation in the following manner,

1
_ My e@ . _ -
E=E+EV +EP ... =5+ Ea QuVa + 5 ;b KapVaVip + -+,

(6.26)

where

0, = ad and Ky = e
“=\ov. ), @=\ov,ov, )y

Recall that the second-order perturbation energy £ for the ground state is always
negative.

6.3 Polarizable Model with CRK

The CRK represents the electronic polarization using the ESP site charges, and can
be readily utilized as a polarizable model. Here we summarize the merits of CRK
modeling and its application to the SFG calculations.

Force Fields Most of current molecular simulations for polyatomic molecules
adopt force fields based on the interaction site model of molecules, where inter-
molecular interactions are constructed with site-site interactions. The CRK model-
ing is also based on the interaction site model, and readily incorporated in the MD
simulation. It allows for varying partial charges at the interaction sites, and thereby
representing the electronic polarization in MD simulation [8, 11].

Let us suppose a molecule in condensed phase, such as solution or interface.
The electrostatic potential Vj; at the site b of molecule i is presented by the
intermolecular Coulombic interactions from surrounding molecules j(# i) in the
following form,

molecule site

Qaj
Vii = E E — (6.27)
R —R
= 5 IR — R(@))
where Q,; and R(aj) are the partial charge and coordinates of the site a of molecule

Jj. The partial charge Q,; of molecule i under the electrostatic potential Vj,; is
represented with the CRK by

site

Qui = 00+ ) Kab Vi, (6.28)
b



132 6 Charge Response Kernel for Electronic Polarization

where Qg is the partial charge at the site a in the isolated condition free from the
external potential. Equation (6.28) shows that the site partial charge Q,; varies in
response to the external potential up to the first order. Equations (6.27) and (6.28)
provide a self-consistent scheme to determine Vj; and Q,; simultaneously. For
an actual condensed system, the site coordinates R(aj) changes with molecular
motions, and accordingly Egs. (6.27) and (6.28) are solved to obtain the instanta-
neous values of Vp; and Q,; at each time ¢ during the MD simulation. The effect of
electronic polarization is thereby implemented through fluctuation of partial charges
during the time evolution.

In the CRK model, the whole electrostatic potential energy of the condensed
system is given by

Qai Obj 1
U=222§m—gzzgmvmi. (6.29)

i >j

The first term of the right hand side stands for the intermolecular site-site Coulomb
interactions, and the second term stands for the reorganization energy, as detailed
in Appendix A.2. The second term accounts for destabilization energy due to the
deformation of electronic polarization. Note that this term is always positive, since
the CRK K, is a non-positive definite matrix (see Problem 6.2). The force acting
on the site a of molecule i, F (ai), is derived from Eq. (6.29) by

w_ _ Z Z Qi Qpj (R(ai) — R(bj)). (6.30)

|R(ai) — R(bj)?

We notice that Eq. (6.30) does not include the derivatives 0 Q /9 R or 9V /dR. The
expression of F(ai) in Eq. (6.30) apparently coincide with the expression obtained
by differentiating the first term of U in Eq. (6.29) simply by R(ai), as if the site
charges Q,; and Qp; were fixed. This feature greatly simplifies the calculation
of Eq. (6.30), by virtue of the self-consistent conditions of Egs. (6.27) and (6.28).
Appendix A.2 further discuss this feature.

[Problem 6.3] By differentiating Eq. (6.29) with respect to the coordinate R(ai),
derive the formula of the force F(ai) in Eq. (6.30). We assume that Q(a) and K, are
invariant under the molecular vibration for simplicity.

(Hint) Make use of the self-consistent relations of O, and V,; in Egs.(6.27)
and (6.28).

2Equation (6.28) treats a single species for simplicity. Extension to multi-species systems is
straightforward, and shown in Eq. (6.34) in Sect. 6.4.
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Non-empirical Modeling One of the most significant advantages of the CRK
modeling as a polarizable model is that the parameters of polarization are fully
determined by ab initio molecular orbital or DFT calculations, based on the common
scheme to the ESP charge. Once we employ a method of ESP charge calculation, the
extension to the CRK is unique and straightforward with no empirical parameter.
Accuracy of the CRK model is entirely conformed to the electronic structure
calculation, and it is possible to systematically improve the accuracy by improving
the electronic structure calculation.

Fully non-empirical character of the CRK model is quite advantageous to general
applications. For example, unstable species or radicals can be readily treated with
common accuracy to stable molecules [7, 8], though these unstable species are not
suitable to empirical modeling due to scarcity of available experimental properties.
It is also straightforward to obtain the conformational dependence of CRK for a
vibrating molecule, by performing the CRK calculations for a deformed molecule
from its equilibrium conformation. Accurate description of the conformational
dependence is a key requisite for MD calculations of vibrational Raman or SFG
spectra.

Dipole and Polarizability Next we describe the instantaneous dipole and polar-
izability of a molecule using the CRK model. We treat an arbitrary vibrating and
rotating molecule, and assume that the instantaneous coordinate of its site a is
R(a) in the space-fixed coordinates. Then the permanent dipole vector u° and the
polarizability tensor « are represented in the same space-fixed coordinates by

site

wp =D QaRp(@), (6.31)
site

tpg == KapRp(@)Ry(b). (6:32)
a,b

where the suffixes p, ¢ denote x ~ z in the space-fixed coordinates. In the
expressions of Egs. (6.31) and (6.32), it is noteworthy that Qg and K, are invariant
with respect to the molecular rotation and thus considered as scalar properties. These
scalar characters are advantageous to describe the vector and tensor elements of u
and « in an arbitrary coordinate system. Once can determine the values of Qg and
Kp as a function of internal coordinates, the vector/tensor elements of ,u([))/(x pq are
readily expressed with these values and the coordinates of sites {R(a)}.

[Problem 6.4] Explain the expression of the polarizability «p, in Eq. (6.32).
Recall that the polarizability is the derivative of dipole moment with respect to
spatially uniform electric field.

In summary, the CRK model offers a general scheme to describe the polarizable
force field as well as instantaneous dipole and polarizability in a unified manner.
Therefore, it is particularly suitable to calculate the vibrational SFG spectroscopy
by MD simulation.
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6.4 x® Formula with CRK Model

Then we present the x ® formula based on the CRK model. We have derived x ® in
Sect. 5.2 with the time correlation function of A.f and M in Eq. (5.27). The purpose
here is to express Aefr and M using the CRK model. The following derivation with
the CRK model provides an alternative but physically equivalent treatment of the
local field effect in Sect. 5.

As we discussed in Sect. 6.3, the partial charge Q,; and electrostatic potential
Vpi are determined in the following self-consistent equations,

molecule site

Qaj

Vi = —R(bi) - E _ 6.33
b= RO Eot DL D iR~ Rap) (39
J(#i) a
site
Qui = 00 + Y Kavi Vii. (6.34)

b

The above Egs. (6.33) and (6.34) are essentially same as Eqgs. (6.27) and (6.28), but
involve slight extensions. Equation (6.33) temporarily includes an uniform external
field E(. Equation (6.34) can describe multi-species systems, since the notations of
Qgi and K,p; including the suffix of molecule i allows for distinguishing different
species among the molecules. The coupled equations of (6.33) and (6.34) lead to the
following equations,

site site Kb )
8ac8ij — Y "t |V, =—R(i)-E
;Z( ' Z|R<az>—R(b/>|> ’

b
site 0
Qpj
T ) PP A—
i@ G |R(ai) — R(j)
(6.35)
site site Kopi site
8acbij — Y =) 0 = 0% = Kupi (R(bI) - Ep).
XJ:XC: ( ac9ij Xh: \R(bi) — R(C])l) Qc‘/ Qa, Xh: abi (R(bi) 0)
(6.36)
To solve these equations, we introduce an auxiliary matrix G (or G”) to be
site
Kpcj
Glaicj = 0acbij — _, 6.37
[ ]al,Cj ac9ij § |R(ai) — R(bj)l ( )
site Ko
G 1l =1Gl: i = 8..8: — L — 6.38
[ ]at,c] [ ]Lj,m acOij Z |R(bl) — R(C])| ( )

b
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and VO,

site

=y 0b (6.39)
2 & R@i) — RG)I

Using G and VO, the solutions of Eqgs. (6.35) and (6.36) are given as follows:

site

Z 221G g [V — R - Eo]. (6.40)
site site
Qui =YY 1G" MNaig) [QS,- — Y Koy (R(bj) - Eo)}
j c b

site

site
=Y Y16 Lejai [Qi’j — > Kepj(R(bj) - Eo)} : (6.41)
i ¢ b

Now we can present the dipole moment and polarizability of the whole system
using the above solutions. The dipole moment is represented by

site

M=Y"%" QuR(ai)

site  site

=> 3 3 316 "1ejai Q% R(ai)  (Eo =0). (6.42)
i Jj a c

The polarizability tensor of the whole system is given by differentiating M with
respect to Eq and then setting to Eg = 0,

site

10ui
— o5 —ZZ

site  site site
=333 KapiR@) @ | Y > IG  Nicj R(c)) (Eo = 0),
i a b Jj c

(6.43)
where ® stands for tensor product. We further consider the local field correction for
the sum frequency field in the same manner as in Sect. 5.2, and thereby formulate
the effective polarizability Acfr as



136 6 Charge Response Kernel for Electronic Polarization

site site site

Aeff = _ZZZKabi ZZ[G aij’R(c/]/) ®
i a b ¢

j/

site

DY G i R(c) | - (6.44)

Equations (6.42) and (6.44) are the CRK expressions of the dipole and effective
polarizability, and are equivalent to Eq. (5.28) in Chap. 5.

6.5 Solutions to Problems

6.5.1 ESP Charge

[Problem 6.1] Derive 71, and Q5" in Egs. (6.13) and (6.14) by minimizing L in
Eq. (6.12).

The condition of minimizing L is

oL e 0™l (R (n))
TP (o™ R ) — ¢ (R n))) = = =0
site grid

1
ZZIR(b) RG(m)| |R(@) — Rg(n)|

grid nuc
Zce 1
-2y § D + ~ -
: l - ”"<p' RG(n)||q> - |RN(c)—RG(n)|} [R(@) — Rgn)]

Therefore, the optimized values of {Q,} satisfy the following equation,

site AO
Y Awr=—c3 Dpq (plBala) + Cae, (6.45)
p.q

where
rid
5 1

1
Agp = . s
’ Xn: |R(a) — Rg(n)| |R(b) — Rg(n)|

(6.15)
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grid

N 1 1
B, = . , 6.16
2 Rew] K@ = Row) ©19)
grid nuc
Z: 1
C, = . . 6.17
2.2 Retor - Ro] 1R@ = Ro@)] ©1D

The solution of Eq. (6.45) is

AO site site
Qu=—¢) Dy <p| > (A—1>abBb|q> + ) (A HCre.
b b

p.q
Comparing this result with Eq. (6.9), we derive the following form of 7i, and Q3"°,
site

g =Y (A" By, (6.13)
b

site

M= (A HyCre. (6.14)
b

6.5.2 Charge Response Kernel

[Problem 6.2] Since the CRK K, is a symmetric matrix, it is diagonalized by a
proper unitary matrix P,

Al
PTKP = ,
AN,

s

where N is the number of sites in the molecule. Prove that (i) all the eigenvalues
Mg are not positive (A, < 0), and (ii) one eigenvalue is necessarily zero.

(Hint) Suppose that the zero-th order wavefunction and the total energy for the
ground state are Vo and &, respectively, with no external perturbation V = 0.

Then, by adding the perturbation V, the total energy £ is expanded in a series of
perturbation in the following manner,

1
E=E+EV+ED 1 =8+ Y 0uVat 5 Y KapVaVi+ -,
0 0 - Qaa 2ab abVaVb

(6.26)
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where

dE 3%E
a = and K, = .
8Va V=0 8Vaavb V=0

Recall that the second-order perturbation energy £® for the ground state is always
negative.

The total electronic energy £ under the external potential V is represented by the
perturbation expansion,

E=&+EV +£P 4.
site site

=50+ZQaVa+52KabVaVb+---. (6.26)
a a,b

The zero-th order wavefunction and energy for the ground state are denoted to be Wy
and &y, respectively, with no external potential, V = 0. The first- and second-order
derivatives of the energy correspond to Q, = (d€/9V,) and K, = (825/8 V,oVp)
in Egs. (6.6) and (6.7), respectively.

Suppose that the ground state W is not degenerated, the second-order energy
£@ is generally represented in the following sum-over-state expression,

~ 2
state (\I,I0|H/|lllm>’

£o= Y —0, (6.46)
mEo) 0T om

where the suffix m denote the electronic states other than the ground state. W, and
En are the m-th eigenstate of Hy and its energy, i.e. HyW,, = £,V (En > &o).
Therefore, £@ is always negative or zero,

1
E@ =23 KapVaVy <0,
a,b

which indicates that K, is a non-positive definite matrix.
The second-order energy £ of Eq. (6.46) vanishes only when <lI/0 | H' | lI/m> =0

holds for all the states m (5% 0) in Eq. (6.46). This is realized when the external site
potentials Vj, are constant, V| = V, = - -- = Vj, = const. (this value is assumed to
be Vp.) Then the perturbation Hamiltonian also becomes constant,

H = Z QaVu = (Z Qa) Vi = const.
a a
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since the sum of the site charges is constant, ), Qa = const., due to the charge
conservation. (This condition is often imposed explicitly as a constraint in the least

square fitting for Qa.) Therefore, in such case <\IJO|I:I ! I\Ifm> = 0 holds for any
m(z# 0).

The above argument concludes that the CRK K, has always a zero eigenvalue,
with the corresponding eigenvector V,

1

This fact is readily understandable since uniform change in the site potentials has
no influence on the electron distribution. Accordingly

AQa = (ZKab> Vo=0
b

is derived, which indicates that the sum of the CRK elements in a row (or a column)
is inevitably zero.

6.5.3 Energy and Force with Polarizable Model

[Problem 6.3] By differentiating Eq. (6.29) with respect to the coordinate R(ai),
derive the formula of the force F(ai) in Eq. (6.30). We assume that Qg and K, are
invariant under the molecular vibration for simplicity.

(Hint) Make use of the self-consistent relations of Q,; and V,; in Egs.(6.27)
and (6.28).

The formula of the force F (ai) is derived by differentiating the potential energy
U in Eq. (6.29) by the site coordinate R(ai),

AU
IR (ai)

— QalQbJ _1 o
- aR(al) ZZZZW(M_R@)' 2;;;1@;%,%1

F(ai) = —
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_ Qai Qvj (R(ai) — R(bj)) 1 9 Qpj
B %;) Xb: |R(ai) — R(bj)I? ;kg) Xb:XC: [R(bj) — R(ck)| 0R(ai) Qe

aVe;
KnVy —
+;§ bc b]Z)R(ai)

B Qai Obj (R(ai) — R(b)) Ock 9Qb
N %); |R(ai) — R(bj)I? ;; ng); IR(®)) = R(cbl | IR(@D)

Ve
+ ZXb: {ZKbcaR(aJi)} Vj (6.47)
j c

Q4i Qpj (R(ai) — R(bj)) 9 Qp; 30,
= - Vi ——— + Vi
jé); |R(ai) — R(b)P ;; P 9R(ai) ;; aR(ai)

(6.48)

Yy Q4i Opj (R(ai) — R(bj))
|R(ai) — RBH1P

(6.30)
J(#) b

In the derivation from Eq.(6.47) to (6.48), we employed the self-consistent
conditions of Egs. (6.27) and (6.28).
If O, and V,; satisfy the self-consistent conditions, the final expression of the
force F (ai) does not include the derivatives 0 Q /0 R, 9V /d R. This feature is related
to the variational principle of polarization, and is discussed in Appendix A.2.

6.5.4 Polarizability

[Problem 6.4] Explain the expression of the polarizability «p, in Eq. (6.32).
Recall that the polarizability is the derivative of dipole moment with respect to
spatially uniform electric field.

Let us assume that a small, uniform electric field AE, is imposed along the
direction ¢ (= x, y, z in the space-fixed coordinate). Then the electrostatic potential
at the site b changes by>

AV, = —R,(b) AE,,

3Note that an arbitrary constant of the potential associated to the definition of spatial origin has no
influence (see Problem 6.2).
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where R, (b) is the g coordinate of the site b. As a consequence, the partial charge
at the site a changes by

site

AQu = KapAVy =~ KuAE4R (D).
b b

The change in partial charges gives rise to the change in the dipole moment along
the direction p,

site site

App =Y AQuRy(@) == KaAE4Ry(b)Ry(a)
a a,b

site
= —ZKabRp(a)Rq(b) AE,
a,b

Then the polarizability tensor is defined as the derivative of dipole moment with
respect to the electric field in the following form,

A 1 site

=1 = — K.pR R, (D). 6.32
tpg = lim AE, aZb: abRp(@) R, (b) (6.32)

Appendix
A.1 Derivation of CRK from CPHF Equation

In this section we derive the CPHF equation (6.22) and CRK in Eq. (6.25). The CRK
is given as a second-order derivative of the total energy, K,, = (825 /dV,0Vp), and
here it is formulated in the closed-shell Hartree-Fock theory [7]. Other formulations
in the unrestricted Hartree-Fock [7] and Kohn-Sham DFT [3] are found in literature.

A.1.1 Wavefunction Under External Field

We briefly summarize the Hartree-Fock wavefunction under the external potential
below. The total energy £ for the wavefunction W in Eq. (6.19) is presented by [13]

&= <\I!|I:I|\If> = (\yuflo + FI’|xp)
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Ne/2 ) Ne/2 Ne/2 site
= > 2(wilhlvi)+ 30 3 2 Wivlvvs) — i)} + 0 0BV
i=1 i=1 j=1 a

occ occ site

=Y 2hi+ Y {24ij — Kij} + ) 02V (6.49)
i i,j a
In Eq. (6.49), the one-electron operator h includes the perturbation,
h=ho—e iaVq (6.50)

where }Azo is the conventional one-electron operator in Eq. (6.4), and the second term
indicates the perturbation by the external electrostatic potential.

The Hartree-Fock theory provides a way to determine the wavefunction W and
total energy £ through the variational principle. It determines the MO coefficients
Cpi of Eq. (6.19) by minimizing the energy £ of Eq. (6.49), under the constraint of
the following orthonormal conditions among the MOs,

AO

(1//l|1//]> = ZCpiququ = 8ij7 where Spq = (p|q) . (6.51)
p.q

This variational procedure derives the following general eigenvector problem, called
the Hartree-Fock-Roothaan equation, for the MO coefficients,

AO AO
Z Fl’chi =& Zqucqi, (6.52)
q q

where g; corresponds to the eigenvalue, called the i-th canonical orbital energy. F,
is the Fock matrix given as follows,

AO
A 1
Fog = (plila) + 5 3" 2 (palrs) = (prigs)} D (6.53)

D, in Eq. (6.53) is called the density matrix,

occ

Dys =2 Z C,iCsi. (6.54)
i
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In the above procedure, we note that the parameter of external perturbation
V, is included in Eq.(6.50), which affects on the MD coefficients (6.52), Fock
matrix (6.53) and the total energy £.

A.1.2 Derivative of Wavefunction

We have learned that the MO coefficients determined by Eq. (6.52) are affected by
the external perturbation parameter. Therefore, the derivative of MO coefficients
with respect to Vj, is obtained by differentiating Eq. (6.52),

]
m [Zququ —EiZYPqC } =0
q

q
aC,;
=D Fu
7 aVp

occ

. Crj aC
—e ) (plivla)Coi + > > (2(palrs) — (prigs)) ( 8‘/’ Cysj + Crj av” ) Cyi
q q rs
dC,i
—& Y Spg ; Vi (6.55)
q

In the right hand side of Eq.(6.55), the differential of the Fock matrix 0 F),/dV}
with Eq. (6.53) is included in the second and third terms.

Then the derivative of the MO coefficients, dC/dV}, in Eq. (6.55) is expressed
with U” in Eq. (6.21). Consequently, the first, third and fourth terms of the right
hand side of Eq. (6.55) become

e (first term) + (fourth term)

Z P4 oy, 3 Z Spa v 3V =Z<2qucqj_8izqucqj> th
J q q
= Z (ej — i) ZSP(ICKHU]]?i
J q
¢ (third term)

occ

v dCy;
ZZZ{upqlrs) (pr|qs>}( Coj + Crigy )cqi




144 6 Charge Response Kernel for Electronic Polarization

occ

=Y {4(pqlrs) — (prigs) — <ps|qr>} cy,cq,
q.r.s j

occ

=D D D {4(pqlrs) — (prlgs) — (pslgr)} CiUf Cs;Cyi

qrs j ok

where (pqlrs) = (XpXqlXrxs). We have employed Eq.(6.52) to derive the
first+fourth terms, and the symmetry relation of the two-electron integral, (pg|rs) =
(pqlsr), to derive the third term. By summarizing the above new expressions,
Eq. (6.55) becomes

D (ej =€) D spgCoiU% —e > (plinlg) Cyi
j q q
occe

+>) Z {4 (pqlrs) — (prlgs) — (pslgr)} CoxUY;CsjCqi = 0.

qu]

We further convert this equation into the MO representation by operating > » Cpl
on both sides of the equation,

Z (81' - Si) Z Cplqucqu]l"i —€ Z(Mﬁb'q)cplcqi

J P.q P.q

occ

+ >y Z (4 (palrs) — (prlgs) — (pslgr)} CpCrUY;CsjCoi
pPsq.,r,s ]

occ

= Z &) 85;U% — e (Wnlaplvi) + Y Z HyixjUg = 0. (6.56)

j
Hj;i; has been defined in Eq. (6.23),

Hiigg = 4 (Vi) — (v vivrj) — (Wil (6.23)

(i [vawn) / / ) |¢k<r Y (r'drdr’

Z CpiCyiCriCy (Xqu |XrXs),
p.q.,r,s

and

AO

(WalAsli) =Y CpCai(Xplinlxg)- (6.24)
p.q
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The MO coefficients also satisfy the orthonormal condition of Eq. (6.51). There-
fore, Eq. (6.51) is differentiated with V},

AO
0 ICpi ICy;
m Zcpicqjqu = Z < W CyjSpg + Cpimqu
p.q P.q
AO MO
- Z Z (Cl’kUlfiququ + CpiquU,fjs,,q)
pa k

=Y (8 Uk +8uUl) = Ub + Uf =0,

which indicates that Ul.l;. is an anti-symmetric matrix (U Jl.’l. = —Uib.). This anti-
symmetric character restricts the summation over k in Eq. (6.56) to only the virtual
MOs, because the third term of Eq. (6.56) becomes

occ occ occ occ vir

ZZH”"/Ukbj = ZZHliij;fj + Zsziijf,'
ik ik ik

occ occ occ vir occ vir

= %Z Z (Hliij,fj + Hliijj?k) + Z Z Hliijlfj = Z Z Hliij/?j
ik ik k

J

using the two following relations, Hjixj = Hjijx and U,fj = -U J'.’k . Therefore,
Eq. (6.56) derives the following CPHF equation,

occ vir

(1 — &) Up + Y Y Hiirj Uf; = e (Ynlin ). (6.22)

Jj k

The above CPHF equation determines the coefficients U ,fj between occupied MO
j and virtual MO k. The coefficients between the occupied and virtual orbitals
are sufficient to describe the deformation of the occupied MOs and the total
wavefunction W.

The present CPHF equation (6.22) for the CRK is analogous to those for other
response quantities that are represented as second-order derivatives of energy, such
as Hessian, polarizability, etc. The difference from other response quantities arises
in the right hand side of Eq. (6.22), while the left hand side is common.
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A.1.3 Formula of CRK

Using the solution of U, ll; thus obtained, the CRK K, is derived as follows,

AO
9 oD A
Kap = a = _62 e (p|na|Q)
p.q

Ve aVp
AO occ
9C i 0C,; .

=2 ). (a_vpchi + C,,ia—v”’> (plialq)
pq i b b
AO occ

=2 Z Z Z (Cl’f U;’iqu + CpiCyj UJZ?,') (plialq)
pq i

occ occ occ vir

“2e 13D+ 30D 1 ((Wlialva) UL + (wilialw) U)
i J i J

occ vir

= —2¢ 33 ((Wslialva) Ul + (wilial ;) UL
i

occ vir

= —de ) D> (wjlialvi) U} (6.25)
i

A.2 Reorganization Energy of Electronic Polarization

For a condensed system of N molecules, we suppose that the intermolecular
interactions are represented with the site charges Q,; and the CRK K, ;. In the
total potential energy U in Eq. (6.29), the second term

site

1
yreore — _E Z Z Ko Vai Vi (6.57)
a,b

i

is called the reorganization energy. U™'¢ represents destabilization energy due to
the electronic polarization, as explained below. This reorganization energy has to
be positive for the stability of the polarization, and in fact is proven to be positive
in Problem 6.2 because K, is a non-positive definite matrix. When the external
perturbation is imposed on a molecule, the electronic polarization is induced so as
to stabilize the interaction with the external potential, at the expense of the polarized
(distorted) electronic state. The actual polarization is determined in the balance of
the above two factors of stabilization and destabilization. The reorganization energy
U™°'¢ corresponds to the latter, destabilizing factor associated to the electronic
polarization.
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A.2.1 Derivation of Reorganization Energy

In this Appendix we derive the above formula of U™°"8. The reorganization energy
is defined as the reversible work to polarize the molecule i. In the following
we treat the polarization of each molecule i separately, with no intermolecular
interactions. The reversible work is regarded to consist of the following two quasi-
static processes, (i) and (ii).

(i) First, the external potential at the site a of molecule i is slowly changed from
V = 0to V,;. During this process the site charge changes from Qg to Qui =
0%+, KabVipi.

(ii) Then, the external potential is slowly changed from V = V,; to 0 while the
partial charge Q,; is fixed.

As a consequence, the external potential V is the same before and after the processes
(V = 0), while the site charge changes from Qg to Q.

Considering that the charge Q and the electrostatic potential V are conjugate
quantities in the thermodynamic sense, an infinitesimal change in the electrostatic
potential dV,; gives rise to a infinitesimal work (= increment of the internal energy
dU), dU = Qg dV,. During the process (i), the intermediate potential is
represented by £V,;, where & is a scaling factor ranging from £ = 0 to 1. The
overall change in the internal energy through the process (i), U, is thus obtained
by integrating dU from& = 0to 1,

1 1
v =" fo Qui(EVa ) Vaide =33 /O <Q2 +3 Kabsvb,) Viids
i a i a b
= E;QSVW- +%ZZKabVaiVbi-

i ab

We note that the partial charge Q,; varies from Qgi to Qg along with the change in
the intermediate potential £V during the process (i). On the other hand, the change
in the internal energy during the process (ii) is obtained by integrating dU from
& = 1to 0 in an analogous way,

yi — ZZ/}O Qi Vaide = — ZZ Qai Vai,
i P i a
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where the partial charge Q,; is fixed during this process. Therefore, the reorganiza-
tion energy U™ is represented with the sum of the above two contributions,

yreors — U(l) + U(ii)

=3 00Vai + % DO KabVaiVei =YY QaiVai (6.58)
i a i ab i a
= —% D> KavVai V. (6.57)
i ab

where the last expression is derived using Eq. (6.28).

A.2.2 Variational Principle of Polarization

The above derivation of the reorganization energy in Eq. (6.58) allows us to define
the whole electrostatic potential energy of the condensed system to be

Qui Qb]
U, v) = ;J;)Z |R(ai) — R(b))|

+ Z Z Qp;i Vai + % DO KabVaiVei =YY QaiVai-  (6.59)
i ab i a

We confirmed that I/ in Eq. (6.59) coincides with U in Eq. (6.29) with the help of
Eq. (6.28).

Let us suppose that ¢/ in Eq. (6.59) is a function of {Q,;} and {V,;}. Then the
conditions to minimize /(Q, V) are given as follows.

aUQ.v)

=3y vy, =0, (6.60)
2 |R<az> - R(bm
oUQ, Vv
% = 0%+ KapVi — Qui = 0. (6.61)
at b

Interestingly, these Eqs. (6.60) and (6.61) are identical to the self-consistent con-
ditions of Egs.(6.27) and (6.28), respectively. This argument indicates that the
self-consistent conditions of Q,; and V,; are regarded as variational principle
to minimize the whole energy U (Q, V) in Eq.(6.59). The minimum energy of
U(Q, V) coincides with the actual energy U in Eq. (6.29).
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The variational principle clarifies the feature discussed in Problem 6.3 that the
force F,; in Eq.(6.30) does not include the derivatives 0 Q/dR or 0V /9 R. This
is because the self-consistent conditions (6.60) and (6.61) are satisfied at any
time. The derivative of U/ (R, Q, V) with respect to the coordinate R,; is formally
represented by

dUR, 0,V AUR, 0, V)30pi JdUR,Q,V) dVp;
F,=— UR, Q )_ZZ[ UR,Q,V) Qb]+ UR,Q,V) b]j|
R % 00y, oR,; 0 Vp; OR,;
R
R4

We can readily see that the terms including dQ/9R or dV /9 R vanish thanks to
Egs. (6.60) and (6.61).

We also note in passing that the above feature is commonly pertinent to the
derivative of energies that satisfy the variational principle. In the electronic structure
theories, some methods are based on the variational principle, such as Hartree-
Fock and MCSCEF. Therefore, the first-order derivative of the energies do not
involve the derivative of the wavefunction for the same reason. As a consequence,
the calculation of forces requires a little additional cost of computation using
these methods. Yet the second-order derivative of energies, such as Hessian,
polarizability and CRK, requires the derivative of the wavefunction. In such cases
the CPHF equation described in Sect. 6.2 is invoked to calculate the derivative of
the wavefunction or MO coefficients.
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Chapter 7 ®
Quadrupole Contributions from oo
Interface and Bulk

Abstract This chapter provides the comprehensive argument on quadrupole con-
tributions in SFG spectroscopy. Though the preceding chapters have dealt with
the induced dipole contribution, the accurate theory of SFG and SHG should take
account of the induced quadrupole beside the dipole. The former can arise from the
bulk region, while the latter stems only from the interface. We clarify three kinds of
quadrupole contributions, namely x'Q, x'@B and xB, in addition to the dipole one
x'P. The four terms have different roles in SFG and SHG spectra, as summarized
in Sect. 7.5. The following discussion elucidates these quadrupole mechanisms and
characters, and derives their microscopic formulas for calculating them.

Keywords Quadrupole - Bulk contribution - x'@® and xB

The present chapter provides comprehensive argument on the quadrupole contri-
butions to the SFG spectroscopy. In the preceding chapters, we have assumed
that the sum frequency signal originates from the second-order susceptibility
xP (22, w1, @) at the interface. We have argued in Problem 1.1 that the x®
vanishes in isotropic bulk media, and this property renders the SFG spectroscopy
the surface selectivity.

We recall that this argument dealt with the induced electric dipole P® in
Eq. (1.4), which exclusively arises from a region where the inversion symmetry
is broken. However, the sources of the sum frequency signal may include higher-
order, electric quadrupole and magnetic dipole contributions in addition to the
electric dipolar polarization of Eq.(1.4). These higher-order contributions are not
necessarily forbidden in isotropic media for symmetry reason, and thus affect the
surface selectivity of SFG spectroscopy. Even if the intrinsic quadrupole signal
in the bulk is weaker than the dipole at the surface, the overwhelmingly larger
volume of the bulk could compensate for the weak quadrupole signal [10]. Rigorous
quantitative theory of SFG should take account of these contributions. !

I'The general “quadrupole” term incorporates the electric quadrupole and the magnetic dipole
contributions, as we argue later.
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The quadrupole contributions were recognized at an early stage of studies on the
second-order optical processes [1, 16, 20]. Bloembergen et al. proposed a theory of
SHG involving the quadrupole contribution in centrosymmetric media [2, 3], and the
theory of SHG has been sophisticated by subsequent studies[6-8, 18, 19]. Here we
formulate the quadrupole contributions in SFG as well as in SHG. While the theory
of SFG and SHG is mostly common, the SFG spectroscopy has some different
sensitivity to the quadrupole contributions from SHG since the two incident fields
can propagate with different wavevectors. Once the quadrupole effect on SFG is
understood, SHG is regarded as a special case of SFG.

In the present chapter, some arguments given in preceding chapters have to
be modified in order to incorporate the quadrupole contributions. First, the three-
layer model of SFG in Chap.2 is generalized to take account of the structure
within the interface in Sect.7.1. Then the second-order polarization is extended to
include the quadrupole originating from both interface and bulk in Sect.7.2. As
a consequence, the second-order susceptibility effectively consists of four terms
of different characters, namely x'°, x'Q, x!@B and xB. Section 7.3 presents the
microscopic formulas of those terms in both the energy representation and time-
dependent representation, after the discussion of x® in Chap. 3. Section 7.4 argues
the invariance of the quadrupole formulas with respect to the molecular origin, a
fundamental requirement for the sound theory. Summary is then given in Sect. 7.5.

7.1 Beyond the Three-Layer Model

We extend the electrodynamic theory of SFG and generalize the three-layer model
in Chap.2 by taking account of depth- (z-) dependent dielectric properties of the
interface. The phenomenological three-layer model is not capable of describing
internal structure within the interfacial layer. In order to evaluate the quadrupolar
polarizations at the surface, we need to account for the structure of electric field
gradient over the surface region in a molecular scale.

Notations for Surface SFG Figure 7.1 summarizes the optical geometry and
related notations for the SFG measurement. This geometry is identical to that in
Fig. 2.1, though the interface region around z &~ 0 is not treated as a phenomeno-
logical third layer in Fig. 7.1. While the microscopic definition of the origin z = 0
is somewhat arbitrary due to finite thickness of the interface, this arbitrariness does
not affect the following discussion toward treating the surface and bulk contributions
from a unified view. This is because the thickness of the interface is generally much
shorter than the wavelengths of the light fields. (This condition is usually satisfied
in the surface nonlinear spectroscopy.)

Figure 7.1 shows all the wavevectors kg with the subscripts G = I, R and T,
which distinguish the incident, reflected and transmitted fields, respectively. In the
following discussion the medium « is assumed to be vacuum for simplicity, and
hence ¢* = 1, though extension to other situations is straightforward. The absolute
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Fig. 7.1 Definition of e z
parameters used for the a o a
surface SFG. The subscripts 11 o 01 " kir KSR
f =1, 2,3 denote the two k5 w%a
incident lights and SFG, 2R
respectively. e.g. X
kzl = k(};(wl), s
k3r = kg (@2), 65 = O (). 5 kot

&

ki Ky

values of the wavevectors are obtained by

A/ Si ((,z)f)(,z)f

k(o) = [k (wp)] = —

where c is the velocity of light in vacuo, and i = « or 8. Due to the continuity
of tangential wavevectors at the interface, the x component for each wavevector

is invariant under different i and G, e.g. k}“’x(a)f) = k%,x(a)f) = k?!x(a)f), and
hence kg’x(a) ) is abbreviated to ky(wy) irrespective of i and G. The tangential
components satisfy the relation of momentum conservation,

kx(R2) = kx(w1) + kx(@2). (7.1)
Suppose a plane wave EY(wys) (f = 1 or 2) in Eq.(2.11) is incident from

the medium « (vacuum) to the interface. Then the external field and local field
of frequency w s are represented near the interface (z ~ 0) by

E®(r,wy, 1) = E*(wy) exp (ikx(a)f)x - ia)ft) (7.2)

E"(r, 07, )=E"(z, wy) exp (iky(wf)x—iwst), (nearz~0, f=1or2)
(1.3)

respectively. Note that the real fields are given by E®'(r,wys,t) + c.c. and
E™(r,wy, 1) + c.c. We have discussed in Sect. 5.3 that E¥"(w/) is related to the
incident field EY (o) with the optical factor L;(w ) by

E*™(wy) = Li(wp)Ef (wy), (5.29)
and E'(z, w ) is represented with the local field factor f(z, ws) by

E"(z,05) = f(z,0p) E™(0f) = f(z,0f) L1 (@) ES(wy). (5.31)

E"(z, ) and f(z, wy) depend on the z coordinate in a microscopic scale near
the interface (z ~ 0) due to its inhomogeneous environment. f(z, @) is a diagonal
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tensor,
fX (Zs C()f) 0 0
[z of) = 0  fizzwy) O , (7.4)
O 0 fZ (Zv (,()f)
and fx(z,wr) = fy(z,wy) for an azimuthally isotropic interface with Cooy
symmetry.

Z-dependence of nonlinear polarization Next we take account of the z-
dependent distribution of interfacial nonlinear polarization. The distribution of
the induced second-order polarization at the interface is

PY(r,Q.1) = PP (2, Q) explik (Q)x — i), (1.5)
where
PP, Q) = ™, 2, 01, @) : Bz, 0) B (2, wp)
X~z
2
( or Pz ) =) xbo (2. Q. 01, 02) EX° (2, ) EF°(z, a)z).) (7.6)
q.,r

xP%(z, Q, w1, wy) is represented with the molecular hyperpolarizabilities a})o in the
space-fixed coordinates,

molecules

@ oLy = )Y PR 01,08z - ), (7.7)
1

with z; being the z coordinate of the /-th molecule and the over-bar denoting
statistical average.2 xP(z, Q, w1, wy) in Eq. (7.7) is a bare assembly of molecular
hyperpolarizabilities, and these molecular hyperpolarizabilities interact with the
local fields in Eq. (7.6).

We have argued in Chap. 5 that the induced nonlinear polarization is also affected
by the local field to modify itself. The modified polarization becomes [6—8]

PO, Q. 1) = PPz, Q) explike(Q)x — iQ), (7.8)

2In Eq. (7.6) each factor of xP0 and E'° is statistically averaged before taking the product, whereas
in fully microscopic theory their product should be statistically averaged. Therefore, Eq. (7.6)
is regarded as an approximated treatment of the fully microscopic theory in Chap.5, though it
is convenient to formulate the z-dependence of polarization. Fully microscopic computation of
quadrupolar susceptibilities does not involve this approximation unless they are decomposed along
the z.
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where

PP, Q) = fz, QP (z, Q)

= f(, Q)[xDo(z, Q, w1, m) : {f(z, w)Li(@)E} (1)}

{f(z @) L) ES(w2)} ] (7.9)

The last expression is derived using Eqs. (7.6) and (5.31).

The nonlinear polarization P® (z, 2) in Eq. (7.9) is induced within the interface
region (at about z ~ 0) whose thickness is much smaller than the wavelength of the
fields. In such case, it is represented with a delta function in Eq. (2.12), P® (z, Q) ~
pPS (2)é(2), in the macroscopic treatment in Chap. 2. Accordingly, P § (€2) is derived
by integrating P® (z, Q) over the interface region,

P5(Q) E/P(z)(z, Q)dz (7.10)
= /dz f(z, Q)[XDO(Z, Q, w1, m) : { f(z, w)Li(01)é] (01)}

{f(z, @) Li(@2)é] (@)} ] - E%(01)ES (02)

= xP(Q, w1, 02) : {L1(0)é] (@)} {L1(02)é] (2)} Ef (01) Ef (w2).
(7.11)

In Eq.(7.11) the incident electric field E¥(wy) is expressed by Ef(wy) =
€] (wf)EY(wy), where EY(wy) and €7 (wy) are the absolute value and unit vector
of E%(wy), respectively. x'P is introduced as

X, w1, ) = /dz Fe X 20100 fonfE o).
(7.12)
This is an alternative definition of the nonlinear susceptibility that incorporates the
local field corrections.

Effective nonlinear susceptibility Then we present the effective second-order

susceptibility Xe(fzf) in Eq. (2.22) of Chap. 2 without resort to the three-layer model.
The effective susceptibility has been introduced in Chap.2 by Egs.(2.19)
and (2.22) as

e(Q) - P3(Q) = x 7 E¢ (@) E¥ (02).
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(Here we have assumed both the incident phases i1 and i2 to be « in Fig.7.1.)
As shown in Table 2.1, e(£2) is given as the result of the Fresnel transformation in
the interface, e(2) = Fi_’j(Q)éi(Q), and hence the left side is written by e(<2) -
PS(Q) = éi(Q) - FI=1(Q)P5(Q). The Fresnel factor FI~/ is a symmetric tensor
and is given in Eq. (2.18), which involves the interfacial dielectric constant &’.

In the present chapter, however, we obviate the use of phenomenological
parameter &', and incorporate the effect into the microscopic local field correction

f. Accordingly, Xéfzf)  1s defined here so as to satisfy the following condition,

66(Q) - Lo P (Q) = 1§ G ES @) E (@), (7.13)

where the subscript G (= R or T) specifies reflected or transmitted SFG signal.
In Eq. (7.13) the optical factor L (S2) is used instead of F'~/, and the local field
f at the frequency 2 is incorporated in the definition of P5(Q) (see Egs. (7.11)

and (7.12)). xe(?f)’G thus introduced will be expanded to incorporate the quadrupole
contributions in the next Sect. 7.2.

By inserting Eq. (7.11) into (7.13), we get the Xe(é) ¢ formula for the electric
dipole contribution,

X 6 (@ o1, w2)
=é6G(Q) - Lg() [xID(Q, o1, @) : {Li(@)é] (@)} {L1(02)é] (wz)}] :
(7.14)

For an interface of azimuthal C.,, symmetry, the effective susceptibilities for
possible polarization combinations are expressed as follows:

2 .
X6, ssp(R @1, 02) = Ly () Liy(@1) Liz(@)) sin6f (@2) x2.(Q, w1, w2),
(7.15)

XH 6. sps (R @1, 2) = Lg,y(Q) Lz (@1) Lyy(@2) sinbf (1) x12(Q, w1, ),
(7.16)

2 o
X 6. pss (2. @1, @2) = L o) Liy(@1) Lpy(@2) sinf5(R) xio (2, 01, w2),
(7.17)

Xe(fzf),c, ppp(§2, @1, w2) =

— LG x () Ljx(w1) Ly ;(w2) cos 9&(9) cos 05 (w1) sin O (w2) ng(g’ o1, )
— LG x(2) Ly (01) Lix(w2) cos85 () sin6s (1) cos 05 (w2) X2 (2, wi, w2)
+ LG, (Q) Lix(@1) Lix(@2) sinf5(2) cos 0y (w1) cos 65 (02) xio (2, w1, @2)

+ LG (Q) Ly (1) Ly (w2) sinf5 () sin0F (w1) sin 65 (w2) D2, w1, wn),
(7.18)
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where the diagonal elements of Lg(wy) are specified with a single subscript of
spatial coordinate; i.e. Lg p(wy) = [Lg(wf)lpp (p = x,y,z). The present
Egs. (7.15), (7.16), (7.17), (7.18) correspond to Egs. (3.49), (3.50), (3.51), (3.52)
in Chap. 3 based on the three-layer model.

7.2 Extended Nonlinear Susceptibility

Next we extend the effective susceptibility Xéfzf) ¢ in Eq.(7.14) to include the

quadrupole, and elucidate the mechanism of surface and bulk contributions beyond
the dipole approximation.

7.2.1 Extended Source Polarization

The sum-frequency polarization P(()z) (r,2,t) in Eq.(7.5) has been given by
Eq. (7.6). The equivalent formula including the phase factors is

PO 2.1 = xP¢. Q. 01,02 : B, 01, ) E™ (. w).1)

X~z

( PO Q.0 = o (z.Q, 01, 0) EQ(r, o1, N EP(r, wz,t))
q,r

(7.19)

Then, we expand this formula to incorporate the quadrupole contributions as
follows,

X~z
PO@ Q.0 =Y o (2. Q, 01, 0) EY(r, o1, N EF(r, . 1)
q.,r
2 8E1°°(r w1, 1)
+> [qum(z, Q. 01, 02) —— —— E(r, 02,1)
q.,r.s §
IEX(r, w), 1)

I
+ Xpes (2 Q, 01, ) ELS(r, @1,1) o5

0
— {1 2 01 0D B o G, wz,l)” (7.20)
The first line of Eq.(7.20) corresponds to Eq (7.6), Which is inherently surface

sensitive. The additional terms involving x> pq”, x> pq” and X,?q,s indicate the
quadrupole contributions. The second and third lines describe the induced electric
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dipole in response to the electric field and field gradient. A quantity which couples
with the field gradient is of quadrupolar character, as will be evident in Sect.7.3.
The fourth line includes the induced quadrupole,

06, 2.0 =Y x9,,G Q. 010D ER(r. o1, DE (r,0p.1).  (121)
q.r

(2)
0,sp

polarization. Note that all the quadrupole terms in Eq. (7.20) are associated to spatial
gradient 9/0s.

We notice that the quadrupolar susceptibilities, xP!, xP? and xQ, are non-zero in
the bulk region in contrast to the dipolar susceptibility x° (see Problem 1.1). The
contrasting selection rules stem from the fact that xP!, P2, xQ are fourth-rank
(even-rank) tensors while XDO is third-rank (odd-rank). Material properties of even-
rank tensors do not necessarily vanish non-centrosymmetric media for symmetry
reason. Therefore, the sum-frequency polarization Péz) (r,2,t) in Eq.(7.20) is
induced in the bulk region (z < 0) in addition to the interface (z =~ 0). We
accordingly extend the definition of the local field Eloc(r, wy,t) and the total sum-
frequency polarization P (r, Q, 1) in Sect. 7.1 to treat the bulk region as follows.

Therefore, the formula of local field E 1"C(r, wy,t)in Eq. (7.3) is extended to be

d
and the gradient of the quadrupole _B_Q gives rise to a part of the dipole
s

E"(r,ws, 1) = E"(z, w5) exp(ikh(wy) -r —iwjt), (7.22)

which can describe the local field in both the interface and bulk regions. The
nonlinear polarization P® (r, Q, ) in Eq.(7.8) is analogously extended in the
following form,

PP, 2,1

=2 fr@ Vg R 01.02) fy @ o)L g@DE (@1 exp (iKf @) -1 — i)
q.,r

- fr(z, wz)Ll,r(wz)E‘}”r(wz) exp (ik/;(wz) -r— i(uzl)

d
+ )o@ Dxpyrs (2 R, 01, w2)£{fq (@ @)L g(@DE] (@)

q,r,x
exp (ik’; (@) -r — iw1t> } (@ )Ly (@) ES, (@) exp (ik’;(wz) r— iwzt)

+ 0 (@ Dt (@ R, 01, 02) fy@ o)L g@DES (@) exp (K @) -7 = i)

q.r.s

a
= oL @) Ef @) exp (k] @) - 7 — i)}
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ad
- Z Iz, Q)a{xgqrs(z, Q. w1, @) fq(z. o)L g(@DE]  (01)

q,r,s

exp (ik’; (@) -r — iw1t> oz @) L1 (@)Y, () exp (ik*;(wz) r— iwzz)} .
(7.23)

This equation (7.23) treats the sum-frequency polarization induced both in the
interface (z &~ 0) and bulk medium g (z < 0) along the common z coordinate.
The arbitrariness in the microscopic definition of surface z = 0 does not affect the
description of the bulk polarization, because the phase of bulk polarization as well as
electric fields in the bulk is invariant within the range of arbitrariness (microscopic
thickness of the surface region).

7.2.2 Effective Polarization and Susceptibility

Next we discuss the emitted SFG signal in relation to the nonlinear polarization
P®(r,Q,1)inEq.(7.23). The direction G (= R or T') of the emitted SFG signal is
determined by the boundary conditions at interface in Eq. (2.13) (see Sect.2) and is
displayed in Fig. 2.1 or 7.1, regardless of whether the quadrupole source polarization
is involved. In fact, it is possible to extend the interfacial source polarization P S(Q)
in Eq.(2.12) so as to involve the quadrupole contributions. Accordingly, we can
introduce effective interfacial polarization P, for P3(Q) in Eq. (2.12),

P35(Q) exp (iky()x — i) 8(z) —> Petr.c exp (Ikx(2)x — i) 6(2),

so that the radiated SFG field from P®(r, 2, 1) in Eq. (7.23) in the direction G
coincides with that from P ¢ at the interface (see Fig. 7.2). The suffix G of Pt g
indicates that the effective interfacial polarization P, depends on the direction

G. The effective second-order susceptibility Xe(fzf)G in Eq.(7.13) is analogously

extended using P.fr g instead of PS as
6.(Q) - Lo(QPeiic = x2 - E%(w))EY 24
65(Q) - La(QPerc = 1 6 ES (@) Ef ()). (7.24)

The effective polarization P.f ¢ and susceptibility Xe(ff) ¢ thus defined above allow
us to represent the SFG signals including both the interface and bulk contributions
on the same footing, without apparently modifying the formulas of interfacial SFG.

In what follows, P.ff ¢ including both the dipole and quadrupole terms is derived
from PP (r, Q,1) in Eq.(7.23). Pt is divided into the contributions from the
interface, P!, and the bulk, P2,

Peig = P'+ PE. (7.25)

Pl and P]é are discussed in Sects. 7.2.3 and 7.2.4, respectively. Note that only the
latter, bulk contribution P]g depends on the direction of the emission G.
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Fig. 7.2 Schematic -
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interfacial polarization /
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the emission of SFG signal P(r, Q, 1) T Pegr
from P®(r, Q, 1) from both T

interface and bulk. Right

panels illustrate the

equivalent SFG emission

from P at the interface . .
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To make the following argument clearer, we briefly comment on the qualitatively
different mechanisms of the quadrupole contributions to P and Plé. Equa-
tion (7.23) shows that all the quadrupolar terms involve the spatial derivative 9/9s
(s = x,y, 2), and the spatial derivative yields two kinds of terms, i.e. the derivative
of the local field factor f(z, @) and of the phase factor exp (ik;(wy) - r —iwyt).
These two kinds of derivative correspond to distinct mechanisms of SFG. The
derivative of the local field factor d f/ds arises from spatial inhomogeneity of the
interface, and thus it is considered as a part of interface polarization P'. On the
other hand, the derivative of the phase factor of light fields does not vanish in the
bulk region even though the material is homogeneous. It is considered as the bulk
polarization Plé.

7.2.3 Interface Contribution

The interface polarization P! is derived from Eq. (7.23) by operating the derivative
d/ds on the local field factor f and then by integrating the nonlinear polarization
of P (z, Q) along z over the interfacial range. We note that the derivative 3 f/ds
arises along the normal direction (s = z). Therefore,

P} exp (ike(Q)x — iQx)

= / dz [Z Fr@ DX (2, Q, 01, 02) 3z, 1) fr(z, )
b

q,r

Y G D (2. Q. o1, @)
q,r

W@ @) (o)
0z
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0 fr(z, @)

D2
+ qZ Fo @ Dt (@ Qs 01, @) fy 2, 00 =

9
- Z Iz, Q)a—z {X,?qrz(z, Q, w1, m) f4(z, 01) fr(z, wz)}}
q,r

. Ll,q(a)l)E?‘q(wl) exp (ikx(a)l)x - ia)lt)

- L1 (@)Ef , (02) exp (ik, (w2)x —iwnt). (7.26)

In the above integral along the z coordinate, the lower bound z; is chosen at an
arbitrary position sufficiently deep in the medium B so that the integral covers the
entire inhomogeneous region of the interface. Consequently, x and 8 f /3z vanish
outside the integral range. In the integral range, the variation in phase factor along z

is neglected, exp (i k? Aoz +i k? Z(a)z)z> ~ 1, since the relevant thickness of the

interface is much shorter than the light wavelengths. (The derivative with respect to
phase factor will be treated separately in the next subsection.)

We further modify the term including xQ in Eq. (7.26) (fifth line) using integra-
tion by part as

[fifth line of Eq. (7.26)]:

o 0
- be 42 Y (e 5 (X R 0n, 00 fy o) (20|

q.,r
© ad ,Q
_ f az Y MEED 0 @ 2o 00y o) i o)
q.,r

=00

= Y Sr@ D {1 R 01 00 fy o 01) [z o))
q.,r

I=2Zb

*© ad ,Q
_ / ae Y e w000 fieon o)

q.r

+ Y P @xE(Q, 01, 0) (1) £ (@2). (7.27)
q.,r

In the last expression of the above derivation, the symbols with superscript
denote the quantities in the bulk medium B; for example, X;%}fz(g, Wi, W) =
X[?qrz (zp, 2, w1, w2) and ff(Q) = fp(zp, ), which emerge from the lower bound
z = zp. Note that material properties in the interior of bulk medium B have no z-
dependence. The upper bound z = oo correspond to the gas phase, and thus the
quantities for the upper bound vanish.
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Consequently, P in Eq. (7.26) is represented in the following form,

Ph =3 (1@, 01, 02) + 113, (@, 01, 02) + 2 (R, 01, 02)
q.,r

L@ L1 @)E (@) E, (@2), (7.28)

where

o
Xpar (2, 01, @) = / dz Xppr (2, @, @1, @) f (2, Q) fy (2, @1) f(z, @2),
b

(7.12)
Q, Y Q o ez @)
Ky (2, @1, @2) = & Xpyre (2> @, 01, 02) fp (2, Q) ——— 5 Jr@ @)
2/,
AR 01,0 fyle ) e o) L)

+X,?qrz(z, Q, wi, a)z) fp(z’ fq (Z U)l)fr(z a)g)} (729)
1B (@, w1, 02) = xLE(Q, o1, wz)f/?(sz)ff (@1 £ (@) (7.30)

The dipole contribution of x'P has been already given in Eq.(7.12). x'Q in
Eq. (7.29) indicates the quadrupole contribution associated to the gradient of the

local fields at the interface. x'@® in Eq.(7.30) originates from the boundary of

integration. We notice that XII%I,B is entirely determined by bulk properties, and

contains no information on the interface [8]. The physical meaning of the x!QB
term is further discussed in Appendix A.1.

7.2.4 Bulk Contribution

The remaining portion of the nonlinear polarization in Eq.(7.23) is the terms
including the derivative of the phase factors, exp (zkﬁ (wg)-r— zwft) This

portion is denoted with P®-B(r Q. 1), and is represented including the phase
factors by

P(z)’B(r, Q.1

=Y @t (@, w1, ) [ (@)L g(@)Ef (1)
q,r,s
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{% exp (ik*; (@) - r—ia)lt)} FE @) L1 (@) EY, () exp (ik‘; (@) - r—iwzt)

+ Y PRl (@, 01, 02) £ (@1)Lig(@1)ET  (01) exp (ik?(wo : r—iwlt)

q.r,S

0
f,ﬁ(wz)Ll,r(wz)E}“J(wz) {5 exp (ikg(wz) T — iwzt)}

=Y AL (R, 01, 0) £ (@) L1 g (@) ES (1) £ (@) L1 (@) Ef , (2)

-
% {exp (ik’;(a)l) r— ia)lt) exp (ik’;(m) r— ia)zt)] . (1.31)

P®-B is expressed in a similar manner as in Eq.(7.26) by separating the phase
factor along x,

P@Br, Q1) = PB(z) exp (ik (Q)x —iQ1), (7.32)

where PB(z) is a function of z in the bulk region. By performing the derivative of
phase factor by

0
35 exp (ik’g;(a)f) -r — ia)ft) = iké 5 €Xp (ikg(wf) -r — iw,«-t) ,
s ; . , ;
the bulk polarization of Eq. (7.31) or (7.32) is written as

PPB(r, Q. 1) = PP (2) exp (ike (Q)x — iQ1)

=iy ff@ {x,,q,fm w1, )k} (1) + Pl (2, 01, 02K (@2)

Pt
—X P (2, 01, @) (kéis(wl)‘f‘k (wz))}
S @O L1g@)E (@) exp (ikf @) - = iont)
P @)L @) B, (@) exp (iK @2) 1 — i) (7.33)
and thus

PR =i 3 [Pt (@ o, k] (1) + xDEE @, o1, 0k (@2)

q.,r,s
XX 01, 02) (K @) + K] (@) ]
R fF (@) £ (@) L1 g (@)L (@) Ef (@) ES ()

. exp [i (k;’i,z(wl) + k?z(a)z)) z] . (7.34)
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Then we derive PE. in Eq. (7.25) from PB(z) in Eq. (7.34) so that P2 and PB(z)
should emit equivalent sum-frequency radiation to the direction G, as discussed in
Sect. 7.2.2, though P]é is supposed to be present at the interface z = 0 while PB(z)
is distributed in the bulk g. Figure 7.3 illustrates the geometry for the SFG emission
from the bulk polarization PB(z). Therefore, P]é is expressed by integrating the
bulk polarization PB(z) along z with a phase shift exp (—zk (Q)z) that takes
account of the retardation of the radiation [10]. Consequently,

0
PG, :/ dzP} (z) exp (—ikéz(Q)z> (7.35)
—0Q

0
=i / dz )" {apaid @ o1, 0K (1) + Xt (R 01, 0K, (@2)

—00
q.r,s

—qu”(Q o, wz)(k sl + k;s(a)z))]
fE @ £ @) [ (@) L1 g (@) L1 (@) Ef () Ef, (02)
exp [ (k] (@) + K (@2) — kG (@z]. (736)

where the integral is taken in the bulk region of the medium 8, —c0 < z < 0.
The upper bound of the integral is set to z = 0 with virtually no ambiguity,
since the interface region (z ~ 0) has negligibly small contribution to Eq. (7.36)
in comparison to the bulk.® The integral along z in Eq. (7.36) is straightforward;

0
; / dzexp [i(] (1) + K (@n) — kE, ()]

—00
1

. 5 2 lg, (7.37)
ky (@1) +kp (w2) — kg (2)

where /¢ is the coherence length in the direction G (= R or T). We note that the
coherence length /g is longer in the transmitted direction (G = T') than in the
reflected direction (G = R) [10]. This is because klé’ Z(Q) has the opposite sign to
kg,z(a)l) + k’;z(wg) while k?QZ(Q) has the same sign to it (see Fig. 7.3).

Equation (7.36) includes the xP!, xP2, and x < tensors in the bulk medium. In an
isotropic material, such fourth-rank tensors x,qrs become greatly simplified. They
have following three independent nonvanishing elements in general,

Xpgpg = X1 Xppgqq = X2»  Xpgqp = X3» (p#q) (7.38)

3We note in passing that Eq. (7.36) is different from the bulk polarization given in the previous
literature [5, 11] (e.g. Eq.(1.2) of Ref. [11]). In Appendix A.3 we detail the difference and
recommend the present definition.
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Fig. 7.3 Definitions of
parameters for the SFG u
emission from polarization at 1 kR

a
z, PB(z), embedded in the JA o o k3r
. . 21 k 0
medium B. The subscripts \ 2R V
f =1,2,3 denote the two

s z

incident lights and SFG, AN, x
respectively, e.g. (7 il
kS, = K% (o), 3R AT
B B o a . o
Iy = ko (@), 03 = 05 () bulk polarization P2 (z)
i
B klﬂT k3ﬂT

and

Xpppp = X1+ X2 + X3. (7.39)

[Problem 7.1] Derive Eq. (7.39) from the three independent elements of Eq. (7.38)
in the isotropic condition.

Therefore, in isotropic bulk media, Eq. (7.36) is transformed into

PE = X8 (@, 01, 02) L1 g (@)L (@)E] (0)ES (@),  (740)
q,r

where
1, 2,
(g (@ 01, 0) =16 {2 (@, 01, 02)8pgk] (@) + 6P (@01, 0285k (@2)

+e P (@, 01 000k @0 + 5P @ 01 0080k, @) £l @ 1] @) ff @)

(7.41)

and the ¢’s are expressed using the notations of Eq. (7.38) by
t 2P (@ 01, 0) = 0P (Q, 01, 02) — x2F(Q, 01, ), (7.42)
(@ 01, 0) = 6 (@, 01, 0) — x2P(Q, 01, ), (7.43)
(P Q w01, 0) = x5 (R, 01, 00) — 42, 01, 02), (7.44)

2, D2, s
t P (Q, w1, 00) = X2 (Q, 01, 02) — xXP(Q, 01, 2). (7.45)
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We note that Eq.(7.41) is derived using the orthogonal condition between the
electric field and the wave vector in the medium g,

Y S @)L p@pEY J(wp) Ky () =0 (f=1,2).  (746)
p

In summary, the effective polarization Pesr ¢ = P+ P}é in Eq. (7.25) consists of
Egs. (7.28) and (7.40). As a consequence, the effective second-order susceptibility

including the surface and bulk contribution, Xé?f) ¢ in Eq. (7.24), is expressed as

2
Xéff),G(Qa w1, w2) =

@@L X6 01,02 ¢ [Li@Dé @} {Li@& @], 7.4
where

2
X806 pgr (@ @1, @2) =

Xpar (R, 01, @2) + X3, (2, @1, 02) + X2 (R, 01, @2) + X Gy (R 01, 2).
(7.48)

Equation (7.47) is an extended form of Eq.(7.14) to incorporate the dipole and
quadrupole contributions. If the quadrupole terms of x!Q, x'@® and )(]éo were
neglected in Eq. (7.48), Eq. (7.47) would coincide with Eq. (7.14).

7.2.5 Expression of Bulk Term x®

For an interface of azimuthal Cy,, symmetry, the (achiral) SFG signal is detected
only in the SSP, SPS, PSS, or PPP combination for symmetry reasons, even though
the bulk contribution is taken into account. These polarization combinations are
related to specific tensor elements of XID in Egs. (7.15), (7.16), (7.17), (7.18),
and their relations have been already discussed in Egs. (3.49), (3.50), (3.51),
(3.52) in Chap. 3. However, the bulk contribution in Eq. (7.48) would break the
relation of Egs. (7.15), (7.16), (7.17), (7.18) between the effective susceptibilities
and nonvanishing tensor elements. Here we discuss this relation when the bulk
contribution is taken into account.

In the original expressions of Xe(fzf),ssp’ Xe(fszsps’ Xéfzf),Pss and Xe(fzf),PPP in Egs. (7.15),
(7.16), (7.17), (7.18), the tensor elements of x'® cannot be simply replaced with

those of x(%)G in Eq.(7.48) to incorporate the quadrupole contributions, because

several extra tensor elements of XG par in Eq. (7. 41) are not necessarily zero.
Equation (7.41) indicates that non-zero elements of XG pqr ATC (yyx), (yxy), (xyy),
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(zzx), (zxz), (xzz), and (xxx) in addition to the conventional non-zero elements of
(yyz), (vzy), (zyy), (xx7), (xzx), (zxx), and (zzz). As a consequence, the effective
susceptibility for the SSP combination, for example, would become

2
Xe(ff)G SSP(Q’ w1, W) =
Loy (L1y(@1) L) sinbf @) x5 ,00(R. 01.02)

+ LGy (R) Liy(@1) Lix(@2) cos85 @2) X0y (01,02, (1.49)

where the second term originates from the extra element XG Yy . One might wonder
that the (yyx) element in Eq.(7.49) is incompatible with the C,, symmetry of
the system. This apparent deviation from the symmetry requirement could be
understood by noticing that X]éo is not an intrinsic property of the medium but
depends on the light geometry, since Eq. (7.41) includes the wave vectors of the
applied fields.

In what follows, we Will resolve this problem by changing the formula of the

bulk contribution from X O to xB G SO as to preserve the original expressions of
Egs. (7.15), (7.16), (7.17), (7.18). Accordmgly, quG in Eq. (7.49) is replaced with
x(z();, which consists of x™°, x'Q, 1B and xB,

(@)

XqG pqr(Q’ wi, CL)2) =

qur(Q w1, 0)2) + qur(g2 wi, 0)2) + qur (Q i, 0)2) + XG pqr(Q wi, 602)
(7.50)

using the new definition of xG instead of xG x G preserves the form of the
effective susceptibility in Eq.(7.15) with obv1at1ng the extra (yyx) element in
Eq.(7.49), i.e.

2 . 2
X 6.55p (2 01, ©)=L .y () L1y(@1) Lz (@)sin0f (@2) x5y (R 01, @2).
(7.51)

Such reformulation is possible by considering the relationship between the x and z
elements of the Fresnel factors, beam angles, and local field correction factors.
The )( O elements included in Eq. (7.49) are given by Eq. (7.41),

X80, (R, 01, 02) =16 &7 (R, w1, 02) FL(Q) £ (1) £ (k] (1)
(7.52)

X80 (@, w1, 0) = 16 &2 P Q. w1, w2) FE Q) fE (@1 fE (@2)ks (1).
(7.53)
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In order that Eq.(7.49) is equivalent to (7.51), these two elements should be
converted to

K (1) %KD (02)
ke (a22)

P @) £ (1) £ ().
(7.54)

L,
XGoyyz (R, @1, m)=lct P (Q, w1, @)

[Problem 7.2] Derive Xg,yyz in Eq. (7.54) from XBGO in Egs. (7.52) and (7.53).
(Hint) During the derivation, use the following two relations,

cos 07 (2)  q%(w2) f_f — B
sinff (w2)  ke(@2)’ fzﬂ

’

and L;(wy) in Eq. (5.30).

Analogous reformulation is possible for other polarization combinations. The
relevant tensor elements of Xlé in Eq. (7.50) to the four polarization combinations
are summarized as follows.

e SSP case:
B _
XG’yyZ(Qa w1, 0)2) -
(K @) x K (@)
kx(w2)

It P (@, w1, w)) LE@ ) ), (159

e SPS case:

Xy (R, 01, 2) =
(K @) x Ky @)
ky(w1)

16627 (Q. w1, w)) LrP@ fwn flw). (155

e PSS case:

L PRIV p p
KRy (@ 01,00 = I s {43 (@, 01, 02) (K @) x k(@)

+e 2P (9, 01, 00) (K (@2) ki(sz))y} @ )l (156

B
XT,Zyy (Qa w1, 0)2) =
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e (627 (K Dk () + e @k 01k ()
£ (ke () 17 re R
Q28 (o B B o B B B
7 (@] @k (+eF (D (@k (D) ] 17 @) 1@ ff (@),
(7.57)

¢ PPP case:

B _ B B _ B B _ B
XG,xxz - XG,yyz’ XG,xzx - XG,yzy’ XG,zxx - XG,zyy’ (7'58)

B B B B
o (K@D K7 @2) 0 (Kf @) x K (@)
k (@2) ‘ ke (1)

B _ y
XR,zzz = IR é‘2

(K@) x Kr(@) . (Kf @) x Kr(@)

27 Y2 v B 8 B
(7.59)
B B B g
e (Kp i) x Ky @) o (K wn) x Ky @n)
XT,zzz =T V%2 k. (w2) 1 @D
B k% (Qky(w
QI (B &P (Q) kg (S)kx(w1)
+4 <sz(w1) o @
P (Q) k. (ky(w2)
Y (kgz(wz” @ h@ )}ff(g)ff @) ff @),
(7.60)

where G = T or R, and we used fy(wy) = fy(wy) to derive Eq. (7.58).

The difference in the definitions for the bulk contribution, x]éo and xg, are
attributed to different treatment of geometric factors related to the light wavevectors,
kiG (wy). The latter definition )(g allows us to use the apparently same expressions
for the effective susceptibilities in Egs. (7.15), (7.16), (7.17), (7.18).

7.2.6 Summary of Derivation

To summarize the SSP, SPS, PSS, and PPP measurements of C, systems, the rele-
vant effective susceptibilities incorporating the dipole and quadrupole contributions
are given in the following forms,
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2 . 2
KR Gssp (R @1.@2) = LG y(Q) Liy(@1) Ly (@) sindf (@) X\ . (2. 01, 7).

qG,yyz
(7.61)
X 6.sps(@ @10 = L.y (@) Liz(@1) Lpy(@) sindf @1) X\ gy (2 01, 02),
(7.62)

2 . i 2
Xt 6.pss (201 @2) = LG.o(Q) Liy(@1) Ly y(@) sin0(R) x4, (2, 01, @2),
(7.63)

2
Xe(ff)’G’PPP(Qv w1, @) =

i . 2
— LGx(R) Lpx(@1) Lpz(@2) c0s65(R)cos b (1) sin0f (@) X\ 2 (R, 01, @)

— LG x(Q) Ly (@1) Ly x(w3) cos05(S2) sin6§ (wy) cos 0 (wr) Xq G. XZX(Q, oy, w7)

+ LGz () Lx(@1) Ly () sinf(; () cos o] (w;) cos 0F (wy) XqG ox (82, 01, @)

+ LG, () Ly (w1) Ly z(w2) smeG(Q) sm91 (w1) sm91 (w2) qu zzz(Q’ w1, 7).
(7.64)

Equations (7.61), (7.62), (7.63), (7.64) are straightforward extension of Egs. (7.15),
(7.16), (7.17), (7.18) by substituting x'® with x .

(@)

XqG pqr(Q’ w1, 602) =

qur(g2 (1)],602)+qur(9 wlaw2)+qur (Q C()],(,()2)+XG pqr(Q 0)1,602)

(7.50)
The four constituent terms of Eq. (7.50) are given by
o
Xpar (2, 01, @) = f dz Xpor (2, @, @1, 02) f (2, Q) fy (2, @1) f (2, @2),
b
(7.12)
*© 3 fq(z, 1)
Xpar (R, 01, ) = / dz {XE;rz(z,Q,wl,wz)fp(z, Q= /i@ o)
b
f (z, )
+ X2 (20 R, 01, 02) £ (2, Q) f4 (2, @ )
fp 7, )
X (2 2, 01, wz)—fq(z o) fr(z, @2) (7.29)
X2 (Q, w1, @) = X 2E.(Q, w1, 02) [ (Q) L (@) fF (1), (7.30)

and x& (Q, w1, wy) is given in Egs.(7.54), (7.55), (1.56), (1.57), (1.58), (7.59),
(7.60).
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Fig. 7.4 Scheme of

derivation for the dipole and =40 (=)
Fincepthitty tems rom dipole 7> ——— a1
(XDO, xPL, XD2! XQ) T - ———-—-—-—————===—==c=c=—c===—=========9
o P oA &
Eq.(7:50) quadrupole P2 / 21QB  (7.30)
X
9 ~ ¥B  (7.54)«(7.60)

These four constituent terms include various tensor elements of xP0, P!, P2,
and xQ. The nonvanishing and equivalent tensor elements of xP0, xP1, P2 xQ
for a system of Cr,, symmetry are summarized as follows [4].

Xpar t (6x2) = (yy2), (xzx) = (yzy), (2xx) = (2yy), (222),

DI D2 Q .
qurs’ qurs’ qurS °

(zzz2), (yzyz) = (xzx2), (yyz2) = (xX22), (2YYZ) = (2XX2),

and the xQ elements in isotropic bulk 8 are given on the basis of Eqs.(7.38)
and (7.39) by

xQE: (ezxz) = vava) = 1 2F
(xxzz) = (yyzz) = x?”g ,

(zxxz) = (z2yyz) = ng’ﬁ ,

(zzzz) = le’ﬂ + xg’ﬂ + x?’ﬂ.

Finally, the extended effective susceptibility beyond the dipole approximation is
schematically summarized in Fig. 7.4. The second-order nonlinear optical response
to the electric field and its gradient is represented in Eq. (7.20), which includes x°,
xP!, xP? and xQ. Those second-order response including both the interface and
bulk contributions are represented with the extended susceptibility,

2
Xoo =x"+x'+ x'® + x8. (7.50)

The first term x ' originates from the response of electric dipole, while the last three
terms x'Q + 1B + xg stem from the quadrupole.

The effective susceptibility x.7 in Egs. (3.49), (3.50), (3.51), (3.52) in Chap.2
is accordingly extended to Egs. (7.61), (7.62), (7.63), (7.64) in the present chapter.
By replacing the original x® (=x'P) with x‘% in Eq. (7.50), the apparently same

formula for the effective susceptibility is applied to describe the SFG signal.
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7.3 Microscopic Formulas of Quadrupolar Susceptibilities

We have discussed in the preceding Sect. 7.2 that the second-order response includes
the term of dipolar origin, xP°, as well as those of quadrupolar origin, xP!, xP2,
x Q. Microscopic formulas for the former xP° have been given in Chap. 3 on the
basis of quantum mechanical perturbation theory. In this section we provide the
formulas for the latter, quadrupolar susceptibilities, xP!, xP2, and x< [14]. These
quantities are formulated in two ways, on the basis of the energy representation and
the time-dependent representation, by extending the discussion in Chap. 3.

7.3.1 Perturbation Expressions

The quadrupolar susceptibilities, xP', xP? and xQ are represented with molecular
properties in the same way as the dipolar susceptibility in Eq. (7.7),

molecules
QoL = Y« Q01,028 - ), (7.65)
1
molecules
X Qo) = )« Q01,0282 — 20), (7.66)
1
molecules
1 Qo) = Y @@ 0,08z - ), (7.67)

!

where a})] (2, wy, w), a}ﬁ(Q, w1, @), and a?(Q, w1, w7) are the quadrupolar
hyperpolarizabilities of the /-th molecule represented in the space-fixed coordinates.
In the following of this section we focus on the properties of this molecule, and omit
the subscript / from the notations.

Extension of perturbation Hamiltonian These properties are associated to the
induced electric quadrupole and magnetic dipole in addition to the electric dipole.
Therefore, we incorporate these responses in unified formulas. The sum frequency
components of the induced dipole u(€2) and quadrupole ¢(£2) of a molecule are
given by

X—Z
1p(R) = b (R, w1, 02) Eg(w1) Er(w2)
q.,r

+ 3Pl (@, 01, 02) (VE @) Er(@2)

q.r.s
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+ 3 aR2,(Q, w1, 02) Eg (@) (VE (@) (7.68)
q,r,s

C]sp(Q) = Z a[?qrs(g’ w1, wZ)Eq (@) E;(w2) (7.69)
q.,r

where E,(w) is the electric field at frequency w, and
(VE(w))pg = 0pEq(w) = 0E4(w)/0p

is the electric field gradient. ., (£2) is the dipole moment at the frequency €2, and
qsp(£2) is the generalized quadrupole moment that incorporates both the electric
quadrupole and the magnetic dipole. It is defined as follows:

X—2Z
C
4pg (@) = 45y (@) + — 3 ! @)epgr. (7.70)
r

where g 5q (w) is the electric quadrupole moment defined in the Cartesian coordi-
nates. It is given by

1 1
qhy (@) = E/dtexp(iwt) {E/dr Pq p(r,t)}, (7.71)

where p(r,t) is the charge density at the position r and time ¢, and p, g denote
x ~ z coordinates of r. uﬁ” (w) is the magnetic dipole moment, and &g, is
the Levi-Civita permutation symbol (see Appendix A.2). The first term of the
electric quadrupole in Eq.(7.70) is symmetric with respect to the exchange of
p and ¢, while the second term of the magnetic dipole is antisymmetric. In the
following discussion, the quadrupole moment includes both the electric quadrupole
and magnetic dipole unless otherwise noted.

The quadrupolar hyperpolarizabilities aP!, @P?, &<, are derived by the quantum
mechanical perturbation theory with extending the perturbation Hamiltonian. The
perturbation Hamiltonian for the light-matter interactions is

H = H™ () + H™(w)) (7.72)
including two incident frequencies wy (f = 1, 2). Each component of the frequency

oy involves the electric field E,(wy), electric field gradient (VE(wy))pq and
magnetic field B, (wy) as

A™wp) == fpEp@p) =Y GE (VE@))pg— Y it Br(wyp).  (1.73)
P P4 r
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The first term of Eq.(7.73) denotes the conventional dipole interaction, already
treated in Eq. (3.18) of Chap. 3. The second and third terms of Eq. (7.73) stand for
the interactions with the electric field gradient and the magnetic field, respectively.
Those extra terms give rise to the extended second-order response beyond the dipole
approximation. Equation (7.73) is expressed by lumping the second and third terms
to be

H™ws) ==Y fpEp@s) =Y dpg@p)(VE@))pg (7.74)
p P-4
using the generalized quadrupole moment operator,
X—z
Gpa(@) = dfy + — Z AMe . (1.75)
The equivalence of Egs. (7.73) and (7.74) is shown by

~ ~ c ~
- ZqPq(wf)(VE(wf))pq =- Z (leq + ™ Zﬂf/l%qr> 0pEq(wy)
P.q pP-q r

==Y appEqp) =Y A B (wp),
pr.q r

where the following Maxwell equation is invoked,

19B,(wy)
- -

ia)fB (@)
ot c -

(VX E@p)r =) erpgdpEq(@s) = —
p.q

Sum-over-state expressions Then we derive the quadrupolar hyperpolarizabilities
by using the perturbation Hamiltonian in Eq. (7.74) and the second-order pertur-
bation theory [14, 15]. This derivation is quite in parallel to that in Sect.3.2. In
the previous section, we have employed the perturbation Hamiltonian of electric

dipole interaction, i.e. Aint (wp)=—3 » fpEp(wy), and derived the second-order
hyperpolarizability eP°,

states

0 0
al?(?,(ﬂ,wpwz) = 2 Z (pé ) _pz(n))

g.m,n
[ (glppln) (nlpwy lm)(mpglg) B (glpr|n)(nlpp|m)(mlpglg)
(01 — wmg + img)(s2 — wpg + irng) (01 — wmg + ir‘mg)(Q — wmn +ilmn)

(glupln)(n|wg|m)(m|ur|g) _ (glign)(nlpplm)(m|ur|g) ]
(w2_wmg+irmg)(9_wng+irng) (w2_wmg‘f'irmg)(gz_wmn‘f'irmn) ’
(1.76)



7.3 Microscopic Formulas of Quadrupolar Susceptibilities 175

where g, m, n denote eigenstates of the molecule, péo) is a diagonal element of
the density matrix at thermal equilibrium, and I',, = Iy, is the damping rate.
In this equation and hereafter, the symbol " for an operator is omitted in a matrix
element. This Eq. (7.76) describes the second-order molecular hyperpolarizability,
and is equivalent to Eq. (3.31) in Chap. 3.

Equation (7.76) can be decomposed into the vibrationally resonant (%) and

non-resonant (%m0 terms, @P0 = @POres 4 gPOnoMes \where
DO, states 0 0
Upgr (R w1, w) = 7 Z ()0( ' — o)
g.m,n
[ (glppln) (nlpg|m) (m|prlg) B (glugln)(nfpplm)im|ur|g) ]
(2 — wmg + iFmg)(Q — wng + irng) (2 — wmg + irmg)(Q — wmn +ilmn)
(71.77)
0 states 0 0
g (S, 01, @) = Z 0y = o)
g m,n
[ (glupln)(nlprm)(minglg) B (glur|n)(nlpmplm)(minglg) ]
(01 — wmg + irmg)(Q — wpg + ian) (01 — wmg + irmg)(Q — Wmn + ilmn)
(7.78)

The former includes (w2 — wpg + il'yg) in the denominator, indicating possible
resonance with the infrared frequency w,, whereas the latter does not.

Then we employ the extended perturbation Hamiltonian including electric
quadrupole and magnetic dipole interactions in Eq.(7.74) and carry out the per-
turbation expansion up to the second order after Sect. 3.2. Since the derivation is in
parallel with that in Sect. 3.2, we omit here to repeat the derivation procedure. The
outcome of the second-order perturbation gives rise to additional hyperpolarizability
terms, aP!, aP? and aQ, due to the extra term —q : VE of Eq.(7.74). The sum-
over-state expressions of these terms are as follows.

states

oDl (@ w1, ) = Z 0 — o)
g m,n
[ (glppln)(nlprm)(mlgsq(@)lg) — (glurln)(nlpplm)(miqsq(w1)1g)
(01 — wmg + iFmg)(Q — wng + ian) (01 — wmg + iFmg)(Q — wmn +ilmn)

(glupln)(nlgsq(@Dm)(miprlg) —  (glgsq(@DIn) (nlwplm)imiur|g) ]
(w2 — wmg + iFmg)(Q — wng + ian) (2 — wmg + iFmg)(Q — wmn + iCmn)
(7.79)
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states

D2 (w1, ) = Z S — o)
g m,n
[ (glppln)(nlgsr(w2)|m)(mlpglg) —  (glgsr(@2)n)(nlpmplm){m|ug|g)
(01 — wmg + ir‘mg)(Q — wpg + irng) (01 — wmg + iFmg)(Q — wmn +ilmn)
(glppln) (nlpng|m)(mlgsr (@2)lg) —  (glugln)(nlpplm)(miqsr(@2)lg) ]
(w2 — Wmg + irmg)(Q — wng + irng) (w2 — Wmg + l.l_‘mg)(Q — omn +ilmn)
(7.80)
states
agqrs (Q, 01, ) = Z (:0(0) (O
g m,n
[ (glgsp (D)) (n|py|m)(m|ungle) (8lurin)(nlgsp (2)Im)(mlpglg)
(@1 — wmg +iTmg)(Q —wng +iTng) (01 — Wmg +iTmg)(Q — wmn + iTmn)
(8lgsp (D) n) (nlpnglm)(miurlg) (8lngIn)(nlgsp (2)|m)(m|urlg) ]
(w2 — Wmg + irrng)(Q —wng + irzzg) (w2 — wmg + iFrng)(Q — wmn +ilmn) .
(7.81)

We notice that Egs. (7.76) and (7.79), (7.80), (7.81) have analogous forms except
for the operators 1 and ¢ in the matrix elements.

In these equations, the first two terms in the square bracket which include (w; —
wmg + il'pg) in the denominator are vibrationally non-resonant terms, while the
latter two terms including (w2 — wpg + iT'yg) are vibrationally resonant terms. For
example, aP! in Eq. (7.79) is decomposed as P! = aP1.1es 4 gPl.nonres where

states

P @ o0 =5 3 (o )
g m,n
[+ (glppln)(nlgsq (@ m)(mlprlg) —  (glgsq(@pDIn){nlpwplm)mlur|g) }
(w2 — wmg + irmg)(Q — wpg + irng) (w2 — wmg + irmg)(Q — wmn + ilmn)
(7.82)
states 0 0
ll?[}rgonres(g, w1, @) = Z (,0( ) ( ))
g m,n
[ (glppn) (nlprlm)(miqsq(@)lg) — (glurln)inipuplm){migsq (@1)lg) ]
(@] — omg +iTmg) (2 —wng +ilng) (0] — Wmg +ilmg)(Q — Omn +iTmn) ’
(7.83)

D2 and «Q in Egs. (7.80) and (7.81) are decomposed into the vibrationally resonant
and nonresonant terms in the analogous way.

Expressions for whole system Finally, we note that Egs. (7.76), (7.77), (7.78),
(7.79), (7.80), (7.81), (7.82), (7.83) include the damping parameters I", since these
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formulas are derived with the phenomenological Liouville equation including I'
(see Chap. 3). Accordingly, the states g, m, n in the above equations could refer to
a partial system embedded in bath. Equivalent expressions are possible in principle
when we define these states g, m, n for the whole system (partial system + bath).
Then the corresponding equations do not include the damping parameters;

whole
states

1
pqr(Q w1, w2) = h2 Z (:0(0)

g.m,n

(0) )

_ (glurn)(nlpmplm)(m|pnglg)

[(glup|n><nlurlm><m|uq|g>
(01 — Wmg) (2 — wpg)

(glupln)(nlpg|m) (m|u,g)

(glugIn){n|wp|m)(miw,1g)

(w1 — wmg)(Q — Wmn)

(w2 — 6Umg)(Q - a)ng)

whole
states

1
apt (R, w1, ) = P Z () —

g,m,n

(@2 — a)mg)(Q — Wmn)

] , (7.84)

(0) )

_(&lurln)(nlpmplm)(migsq (@1)]g)

[(gluplnﬂnlurlm) (m|qsq(@1)g)
(w1 — CUmg)(Q - wng)

_I_(glupln)(nlqsq(wl)lm)(mmr|g> _

(w1 — wmg)(Q — Wmn)

(w2 — wmg)(Q - a)ng)

whole
states

1
pirs (R, 01, @2) = -5 > (-

g,m,n

(glasq (w1)ln><n|up|m><m|ur|g>}
(wy — wmg)(Q — Wmn) '
(7.85)

(0) )

_(glgsr (@) |n) (n|ppm) (mlug|g)

[(glupln)(nlqsr(wz)lmﬂmluq lg)
(w1 — CUmg)(Q - U)ng)

| Slipln)(nliglm) imlgsr (@2)lg)

(w1 — a)mg)(Q — Wmn)

(w2 — a)mg)(Q - wng)

whole
states

qus(Q w1, ) = hz Z (p(O)

g,m,n

(glpgn)(n|wplm) (mqur(wz)lgq
(w2 — wmg)(Q — Wmn) '
(7.86)

(0) )
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[(glqsp(Q)lnMnIMr|m><mluq|g> _ (glurn)(nlgsp(S2)Im) (m|uglg)

(w1 — a)mg)(g2 - wng) (w1 — wmg)(Q — Wmn)
4 $81asp D) g lm) (mlprlg) (gluq|n>(nqup(Q)lm)(mlurlg)}
(w2 — a)mg)(Q - wng) (w2 — wmg)(Q — Wmn) '

(7.87)

The above alternative expressions are based on the sum over eigenstates for the
whole system, and will be utilized in Sect. 7.4.

7.3.2 Time-Dependent Expressions

Equations (7.79), (7.80), (7.81) for P!, «P? and «Q can be converted to the equiv-
alent formulas based on the time correlation functions. The following derivation is
analogous to that in Sect. 4.3, where x® (or «P?) is given with the time correlation
function of the polarizability « and the dipole moment .

Before extending the time correlation formula, we define the induced dipole and
quadrupole of a system (a molecule or the interface system) in response to an electric
field at a frequency w as

1p(@) =D apg(@Eg(@) + Y Bpgr (@ (VE@)gr + -+, (7.88)
q q,r
Gpg (@) =Y Bpgr(@)Er(@) + -+, (7.89)

where B and B’ denote quadrupolar polarizability of the system (a molecule or the
interface system). B and B’ are related to

o, B and B’ in Eqs.(7.88) and (7.89) are represented with the perturbation

Hamiltonian H™ (w) in Eq. (7.74) and the first-order perturbation theory of quantum
mechanics. They are given on the basis of eigenstates as

Apg (W) = —— %ef( ©) _ 5Oy (gleeplm){m|pglg)
- ® — Wmg + il
tat
_ %Sis O _<8|Hp|m)(mlyq|g) N (gluqlm)(mwplg) ’ o1
e ®— wpg + il ®+ opg + il
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Bror (@) = —— sfs(p(O) pO) (8lapq (@)lm) (m|prlg)
par W — Wpg +iTg

1 %Sp(o) [_(gmpq(wnm) mlirlg) <g|ur|m>(m|qpq(w>|g>}

hgm ¢ W — Omg + il @ + Omg + ilimg

(7.92)
states
, O _ 50 (slpplm) (migqr (@)lg)
:qur(w) Z (p ) ® — Wpg +ilpg
1 Z Lo | _{glepim)lmlas @ls) | {glagr@lm) mlisyls)

h ¢ @ — Wmg +ilmg -+ omg +iTng |

(7.93)

Equation (7.91) is equivalent to Egs.(3.25) and (3.26) in Chap.3. ap,(w) in
Eq. (7.91) is known to be a thermal average of the Raman tensor (see Appendix A.3),

&g (@) = Tr[p ()],

where p is the density matrix and o (w) denotes the Raman tensor. Its matrix element
is represented by

el @) = L i _lelpim)fmngln)  {glinglm)imlupin) | = oo
§1%pq T h — ® — Wmg + ipg o+ opn +ilmn |’ ’

which is equivalent to Eq. (3.37). We can define the quadrupolar Raman tensors in
an analogous manner by

states [~

(81Bpgr@)n) = = >

m

_{81apg @)m) Gmlprin) (gl im) (miqpg @)in)

(7.95)

states

1
(8B @) = = >

m

__<g|ﬂp|m)<m|qu(a))|n) <g|qu(0))|m)(m|Mp|n>
a)—a)mg-i-irmg @ + W + 1T ’
(7.96)

Using the extended Raman tensors, the vibrationally resonant terms of the dipolar
and quadrupolar hyperpolarizabilities are represented as follows.

states

DO, 0 0
pqrres(Q o1, wy) = hz Z (p() ())

g.m,n
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[ (lipln)inliagIm)mlurle)  {glugln)(nlplm) mlurlg) ]
(w3 — womg +ilmg)(Q — wng +iTng) (W2 — Omg +iTmg)(Q2 — wmn +iTmn)
(1.77)
sge;( 0 _ 0, (glotpg () |m) (mperlg) (7.97)

W) — wmg + lrmg

states

D@ o0 = = Y (o = o)
h g.m,n
[+ (glppln)(nlgsq (@) m)(miprlg) —  (glgsq(@Dln) (nlmplm){m|ur|g) ]
(2 — wmg + iFmg)(Q — wpg + ian) (2 — wmg + irmg)(Q — wmn +ilmn)
(7.82)
states
(w1)|m)(m
Z ( (()) (())) g|ﬂp§q w1 | )( |/'Lr|g> (798)
) — wmg +ilmg
D2, states 0 O
AN (Q. w1, ) = Z (0s” — oy
g m,n
[ (glppln)inlpg|m)(miqsr(@2)lg) — (glugln)(nlmplm)imigsr(w2)lg) ]
(wp — Wmg + irmg)(Q — wpg + irng) (wp — Wmg + l.l_‘mg)(Q — omn + ilmn)
states
Q
Z (p(O) O (glapg ( )|m><Wt|qsr(w2)|g>7 (7.99)
) — wmg +ilpg
states
pqress(Q w1, W) = Z ( - (0)
g m,n
[ (glgsp ($2)In) (nlpug|m)(miurlg) (8lpgIn)(nlgsp () m) (m|pr|g) ]
(wp — wmg + irmg)(Q — wpg + il'ng) (wp — Wmg + irmg)(Q — omn + ilmn)

states

Z ! © _ 0, glﬂpsq(Q)lmHmlurlg). (7.100)
) — Wmg +ilmg

These formulas of Egs. (7.97), (7.98), (7.99), (7.100) are converted to the time
correlation ones, via the same procedure as described in Chap. 3. After the derivation
of Eq. (4.17), the equivalent formulas are
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i [ .
?L(])rres(Q Wy, W) = h/o dt (apg (2, )y — propg (2, 1)) exp(iwnt),
(7.101)

i [ .
by @ on,00) = 1 [t g it = i Py, ] expiont)

(7.102)

T .
1136]27268(9 w1, w2) = A /0 dt (apq(Qv 1)qsr(@2) — QSr(wZ)apq(Qv 1)) exp(iwat),
(7.103)

i [ .
QB (@ 1,0 = /0 dt TBapa (2, 01ty — Jir Bopg (2, 10T explicont).
(7.104)

The derivation of Eq.(7.101) has been described in detail in Sect.4.3.1, and the
other three equations are derived in the same way.

So far we have treated molecular properties, oP0, Pl ocm, and Q. The same
discussion should hold for the interface system if the perturbation Hamiltonian Hint
is defined for the system. The dipolar and quadrupolar nonlinear susceptibilities
xP0, xPl, P2 and xQ are analogously represented with the time correlation

formulas,

l' o
Xpgr (@ o, @2) = fo dt T (. Dty — 11r0pq (2. 1)) explient),
(7.105)

i [ .
Xpgr (@, @2) = fo dt By @1, D1ty — 1By (@1, ) explient),
(7.106)

s
quzrfves(sz o1, wp) = 7 /0 dt {apg (2, 1)qsr (@2) — gsr(@2)apg (2, 1)) exp(iwat),
(7.107)

i [ )
XI?qE’iS(Qv wi, 602) = E -/0 dt (ﬁqu (Qv t)//Lr - //L,«,Bqu(Q, t)> exp(lw2t)'
(7.108)

Note that u, «, B and B’ in Egs. (7.105), (7.106), (7.107), (7.108) are defined for the
interface system.

The classical forms of the time correlation functions are derived after Sect. 4.3.2.
When we suppose electronically nonresonant conditions and treat the vibrational
resonance, the classical time correlation formulas are given as
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e¢]

2 .

Xpar (@01, @2) = 15 | dt {epg (Dpr)a explionn). (7.109)
D1 res (¢ l(z)2 > Y | 11
Xpgrs (§2, 01, w2) = T dt (Bpsq (D1ar)er expliwnt), (7.110)
¥ D2res (0 for [, ; 7111
Xpqrs 1, w2) = k 7 Jo t(“pq(t)CIsr(a)Z»cl exp(iwat), (7. )

dwy [ :

X,?qrff(ﬂ w1, ) = %e dt (Bspg (D) iar)c1 expiwnt), (7.112)

where the subscript ¢/ of ( ). emphasizes the classical time correlation function,
and the frequency dependence of o, B and B’ are omitted in the electronically non-
resonant conditions. The frequency dependence of ¢y, (wp) in Eq.(7.111) is still
necessary to denote the general quadrupole including electronic quadrupole and
magnetic dipole in Eq. (7.70).

7.4 Invariance to Molecular Origin

Here we argue a fundamental issue pertinent to the quadrupole. When we treat
the quadrupole besides the dipole, we should pay attention to the origin of these
moments. In the multipole expansion in general, all the moments except for the
lowest-order nonzero one are dependent on the location of the origin. This problem
is relevant to the microscopic expressions of dipolar and quadrupolar susceptibilities
in Eqgs.(7.7) and (7.65), (7.66), (7.67), xP%(z, Q, w1, w2) and xF(z, Q, w1, w2)
(F = D1, D2, Q), which include the location of /-th molecule, z;, in their definition.
The location of z; could be assigned at the molecular center of mass, though its
definition may not be unique. The ambiguity in the definition of molecular origin
was first pointed out by Byrnes et al. [5] In this subsection we argue that the effective
nonlinear susceptibility, xéff) - 1s well defined regardless of the definition of z;. This
argument is necessary to construct the present SFG theory on a physically solid
ground.

Let us change the definition of molecular origin of /-th molecule from z; to
71 + Az in the space-fixed coordinate. This displacement Az; of /-th molecule
may be arbitrary for each molecule. Consequently, XID(Q, w1, wy) in Eq. (7.12) is
transformed into xID/(Q, w1, w7) as follows,

D/
X pqr(Q7 w1, 0)2)

b

00 molecules
= f dz| D Py, (Qe1w)8G — @+ Aw) | fp D) fg @ 0 frz @)
< l

(7.113)
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ID
= qur(Q’ w1, wZ)

molecules
+ X AueP (@ 01, 008G — ) | 5@ 1] @) @)
I

b

00 molecules P
+ f dz | Y Azep) (@ 0108 - 2) 7. Up @ Dfy@ oD frz o)
Zz Ji .

T (7.114)

where the delta function in Eq. (7.113) is expanded in the Taylor series,

S
3(z—(zz+Azz))=5(z—zz)—<dd(z)> Az +---,
< =7]

and we neglect the second and higher order derivatives in Eq. (7.114).* We note that
the dipolar hyperpolarizability a}?}? qr(Q, w1, wp) in Eq. (7.113) is invariant under
the change of the molecular origin, since it is the lower-order nonzero term. (The
total charge is unchanged by imposing the electric fields and thus its derivative
is zero.)

Next we consider the transformation of the quadrupolar terms, x'Q and x'QB.
Unlike the dipolar term of a})o, the quadrupolar hyperpolarizabilities alF (F=D1,
D2, Q) vary with the molecular origin. When the origin of /-th molecule shifts by
Ar, then the electric quadrupole operator g 5(1 and the magnetic dipole operator ,&f”

are transformed into c}fq/ and ,&ﬁ” ’, respectively, as follows:

~E / ~E lA 1/\
Gpg =dpg — EMpArq - Equrp, (7.115)
1 X—z
M A A
A =M — 5 > " erpg Arp . (7.116)
p.q

where fq is the electric current operator. Therefore, the generalized quadrupole
operator g4 (w ) in Eq. (7.75) is transformed into § ;' (w ) as

X—2Z
~ ~F 7 C ~ M/
Gpq (@p) =45, (0p) + oy > @p)epgr
r

5 1. 1. 1 2 2
=qpq(@f) — EMpArq - EMqArp - 21-_wf(Aerq — Argjp)-
(7.117)

4We could assume that Az; is infinitesimally small without losing generality, since an arbitrary
finite displacement is expressed by assembly of infinitesimally small ones.
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By replacing §(wy) in Egs. (7.79), (7.80), (7.81) with the shifted operator q' (wyp),
we obtain the transformed quadrupolar hyperpolarizabilities, oc . During the
derivation of o/ ;' the matrix element of the current operator is represented using

the relation j = dji/dt as

(mlfin) = <m "fi—‘f

where the states m, n denote eigenstates of the whole system. Therefore, the matrix
element of g ,,'(wy) in Eq. (7.117) becomes

h

(Mg pqg (@p)In) = (mlGpq(@g)In)

1( |A |> 1( |A |) a)n( |A |) "( |A |>
12 n)Ar miu n)Ar mi/u n)Ar -+ miu n)Ar,.
p q 2 q p 2f q p 2f P q

(7.118)

[\

By inserting this transformed matrix element of Eq. (7.118) into Egs. (7.85), (7.86),
(7.87), we find that the second and fifth terms in the right-hand-side of Eq. (7.118)
cancel each other whereas the third and fourth terms become equivalent. Therefore,
the transformed quadrupolar hyperpolarizabilities ole " eventually take the following
form,

(@, 01,0)

(2, w1, w2) (2, w1, ) Ary s (7.119)

F _ F
%1, pgrs = X, pgrs — o pgr

(F=DI,D2, Q)

[Problem 7.3] Derive Eq. (7.119) for F = D1. Use the oP! expression in Eq. (7.85)
and Eq. (7.118).

Consequently, (z, 2, w1, wn) in Eq.(7.65), (7.66), (7.67) is trans-

formed into

F
Xpqrz

F /
Xpgrz (2,82, 01, @2)

molecules

= X (e e 01 02) =P, (@ 01, 02)A% )8 — (1 + Az))
!

(F = D1, D2, Q).
(7.120)
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Using Eq. (7.120), the x'AQ, w1, wy) term in Eq. (7.29) is transformed to

1IQ / I
Xpar (.01, 02) = xp2r (2 01, 2)

00 molecule
- / ( > AuefS (@ e, wz)S(Z—Zz)) (fp@ @ fy(z. 00 iz o)
zZ

b I

e (7.121)

where we neglected the terms of higher order derivatives. We also get the trans-
formed expression of X,I,?I?/(Q, w1, wy) from Eqs. (7.30) and (7.119) as follows,

IQB’

X (R, 1, @2) = X (2, w1, @)
molecule
—| X AueP, (@ 0,008 — ) | fHE@f @) ff @)
l
T (7.122)

Equations (7.114), (7.121) and (7.122) indicate that the sum of these terms is
invariant against the shift of the molecular origin,

Xpar (2, @1, @) + xpor (R, 01, 02) + X3 (2, @1, @))

= Xy (R 01, 02) + 133, (@, 01, 02) + X33 (@, 01, @), (7.123)

On the other hand, the bulk contribution xBY is invariant in itself by the change

of the molecular origin. This is evident because the factors §Q2 # EQI P éQl b

E # involved in Eq. (7.41) are invariant. These four factors are given in Eqgs. (7. 42),

(7.43), (7.44), (7.45) as the difference of two susceptibility terms, e.g. EQZ b

XPZ - Q Fin Eq. (7.42), and thus the additional terms originating from the shift of

molecular origin in Eq. (7.120) cancel each other. The alternative expression of the
bulk contribution, XB, given in Sect. 7.2.4 by Eqgs. (7.54) and (7.55), (7.56), (7.57),
(7.58), (7.59), (7.60) is also invariant for the same reason.

In conclusion, the effective nonlinear susceptibility Xeff ¢ in Eq.(7.47) is well
defined irrespective of the choice of the molecular origin. This invariance is requisite

in order that Xéigf)G is related to experimental observables. Moreover, the sum of

the interface contributions, x™ +x'Q +x12B, and the bulk contribution, xB°

x B, are respectively invariant. Consequently, the interface and bulk contrlbutlons
in the SFG/SHG signals are respectively well defined, though each of three terms
consisting of the interface contribution, )(ID, xIQ, XIQB, is affected by the definition

of the molecular origin.
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7.5 Summary

In this section we have presented a unified treatment of the dipole and quadrupole
contributions to the second-order optical responses. The concept of effective sus-
ceptibility x® is expanded to incorporate both the surface and bulk contributions.
This treatment allows us to quantitatively evaluate both surface and bulk contribu-
tions in experimental SFG/SHG spectra, and to calculate them from microscopic
expressions of general hyperpolarizabilities.

The source of the SFG/SHG signals consists of four terms, i.e. x'°, x'Q, '8
and xB in Eq.(7.50). These four terms can be characterized in various ways as
follows, which help us understand the physical meanings of these terms.

Dipole vs. Quadrupole x'° originates from the induced electric dipole, while
the other three terms, )(IQ, xIQB, and xB originate from the quadrupole (electric
quadrupole and magnetic dipole).

The conventional SFG/SHG theory within the dipole approximation considers
only the x'P term. The present theory shows that the conventional theory can be
straightforwardly extended by replacing x'® with x, = x'P + x'Q + x'® + xB if
we properly define the latter three terms.

Interface vs. Bulk x'° and x'Q reflect properties of interface, while x'@® and B
are determined solely by bulk properties.

It is worth noting that '@ reflects no interface properties, as seen in Eq. (7.30),
since it is derived from the lower bound of the integral over the interface region in
Eq. (7.27).

Dependence on Optical Geometry xP, x'Q and x'B are independent of the
optical geometry of measurement as they involve no wavevector k’b (wy) or related
quantities. On the other hand, x® depends on the optical geometry as described in
Sects.7.2.4 and 7.2.5.

This difference allows us to distinguish x® from the other terms by changing the
optical geometry of measurement.

The characteristics of the four terms, XID, XIQ, )(IQB and XB, are schematically
summarized in Fig. 7.5.

7.6 Solutions to Problems

7.6.1 Isotropic Tensor Components

[Problem 7.1] Derive Eq. (7.39) from the three independent elements of Eq. (7.38)
in the isotropic condition.
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Characters of Nonlinear Susceptibility Terms

27 7@ 208 £
(1) 8:11)%1]1; vs. Quadrupole Dipole Quadrupole
(2) ;rl(;?ae?éevss Bulk Surface Bulk
3) Separate‘measurement Inseparable Separable
by experiment

Fig. 7.5 Characters of four nonlinear susceptibility terms

There are several ways to prove Egs. (7.38) and (7.39) in the isotropic condition.
The most straightforward way is to calculate the spherical average of arbitrary
elements,

X~z
mol
Xpqrs = Z Dpp'Dyq'DrrDisst X prgr st

!l l o

p'a’r's

where D is the rotation matrix in Sect.3.3, and the overline denotes the isotropic
average. However, here we take a more intuitive way to derive Eq.(7.39) as
follows. In this section, suffixes of tensors are presented in square parentheses, e.g.
x[xxxx] = Xxxxx-

First, we identify nonvanishing elements in Eq. (7.38). In the isotropic condition,
a tensor element y [pgqrs] should vanish in general when the suffixes pgrs include
either x, y, or z odd times and others even times, such as y [xxxy] = 0, x[xyyz] =
0, etc. (Note that a suffix not included is considered as even (zero) times.) This is
evident by operating a proper rotation on the isotropic system. A rotation by 180°
along a plane consisting of the different types of suffixes should change the sign,
though the material is isotropic. For an example of the x[xyyz] element, the 180°
rotation along the xy plane changes its sign,

xlxyyz]l — “x [(=0)(=y)(=y)z] 7" = —x[xyyz].

This indicates that such tensor elements vanish in the isotropic condition.

Therefore, non-zero elements of a fourth-rank tensor must take either form of
x[papql, xIppgql, or x[pgqpl, where all the x ~ z coordinates are included even
times. (It is not possible that all the x ~ z coordinates appear odd times in a fourth-
rank tensor element.) Furthermore, the x, y and z coordinates have to be equivalent
in the isotropic condition. Therefore, we obtain three independent elements as

x[xyxyl = xlxzxz] = xlyzyzl = --- = xlpgrql (= x1)
x[xxyyl = xlxxzz]l = xlyyzzl = --- = xlprgql (= x2)
x[xyyx] = xlxzzx] = xlyzzyl = --- = xlpgqp]l (= x3)
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Next we examine the diagonal element x[pppp] (= x[xxxx] = x[yyyyl =
x[zzzz]). As a simple example, let us rotate the coordinate system by 45° around

the z axis,

xX+y —Xx+Yy

—’ %—’
NN

Then a tensor element x [xxxx] is transformed as a direct product of the coordinates,

X — 7 — Z.

x+yx+yx+y x+y},,

Kbovex] = X[ N RN
1
=7 {x[xxxx] + x[xxxy] + x[xxyx]+ x[xxyy] + x[xyxx] + x[xyxy]

+ xlxyyx] + x[xyyyl + x[yxxx] + x[yxxy] + x[yxyx] + x[yxyy]
+xlyyxx]+ xlyyxyl + xlyyyx] + xyyyyl} .

Since the transformed element should be invariant to the original element in the
isotropic condition, the following relation should hold,

1
x[xxxx] = 7 {xlxxxx] + x[xxxy] + x[xxyx] + x[xxyy] + x[xyxx] + x[xyxy]

+ x[xyyx] + x[xyyyl + x[yxxx] + x[yxxyl + x[yxyx] + x[yxyy]
+xlyyxx] + xlyyxyl + x[yyyx] + x[yyyyl}

1
=7 {x[xxxx]+ x[xxyyl + x[xyxy] + x[xyyx]
+xlyxxyl + x[yxyx] + x[yyxx] + x[yyyyl},

where the shaded elements are null. Therefore,

1
xlppppl = 1 (2x[ppppl +2x1 4+ 2x2 + 2x3},

and hence
xlppppl = X1+ x2 + x3 (7.39)

is obtained.
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7.6.2 Bulk Term xB

[Problem 7.2] Derive Xg,yyz in Eq. (7.54) from xgo in Egs. (7.52) and (7.53).

(Hint) During the derivation, use the following two relations,

cos 07 (w2) g% (w2) f_f — B
sinff (w2)  ke(w2)’ .

4

and L;(wy) in Eq. (5.30).

The expression of Xe(fzf)G ssp in Eq. (7.49) including x B0 can be expanded using
Eq. (7.48) as follows,

Xét?f),G,SSP(Q’ w1, w) =
Lg,y (QL1y(@1) Ly2(@2) SN0 (@2) X\g.yy: (2 @1, @2)
+ LG,y (R) Liy(@1) Lix(@2) €080 (@) Xy yyy (R0 @1, @2) (7.49)
= Lg.y (DL1y(@) L (@) sin6f ()
: {leliz(ﬂ, o1, 02)+ x5, (Q, @1, 02)+x 32 (R, @1, w2)+x 5 (2, 01, wz)}
+ LG,y (Q) Liy(@1) Lix(@) cosbf (@2) X0y, (@, 01, ), (7.124)

since the yyx element of x(%)G involves only the Xgo term. Equation (7.124)

should be equivalent to Egs. (7.51) and (7.50). Apparent differences are found in
the terms related to xB% and xB, by comparing the two expressions. To make the
two expressions equivalent, the following relation is required,

LG,y (L1 y(@1) L1 (@) sinbf (@2) X¢ .y (2, @1, 2)

= L.y (QLyy(@1) Li(@2) sinff (@) xgyy (2. 01, @)

+ LG,y (Q) Liy(@1) Lix(@2) cos6f (@2) X&)y (R, @1, 2).
Therefore,

Ll,x (wy) cos 9?‘ (w2) B0
Ly (@2) sinff(w2) XG.yyx

X Gy (R, 01, 0)=x &), (2, @1, 02)+ (Q, 01, ).

(7.125)
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By inserting Eqs. (7.52) and (7.53) into Eq.(7.125), the above equation (7.125)
becomes

B
XG,yyz(Qv w1y, w2)

=1 &P (Q. w1, w2) FE Q) fL (1) [P @)k (1)

Lix(w2) cosOf(w2)

QLB B B B
Li-(@2) sin6%(an) lg 5" (R, w1, w2) [ () [} (1) [ (@2)kx (@1)

=16 &P Q. w1, 02) FE Q) L (1) (@2)

Ly (w) cos6%(w2) ff(w)k o)
Li (@) sinbf (@) Py

k;z(wl) +

We further employ Eq.(5.30) and the relations mentioned in this Problem,
cosbf (@2) _ q“(@) (@)
sinff (@) ke(@2)” P ()

=¢P (w7), and obtain the following form,

X G yyz (R, 01, @2)
=16 &P (Q w1, w2) FE Q) L (1) (@2)

26 (@)g (@) g"(@2) 4 }
ke
2% (@) (@™ @) kawn) )

. {k?z(wl) +

qP (@)
kx (w2)

=1 &P (@, w1, 02) FE () fL (1) £ (2) {ki,z(wo + kx(an)}

K. (@1)ky (@2) = K. (@2)ky (1)

=lg Cle’ﬂ(Q, w1, @) T (@)
X

B@) L () fF (@),
(7.54)

where ¢ (w2) = ‘kﬁ’z(wz)‘ =~k _(@2) (sce Fig. 7.3).

7.6.3 Transformation of Quadrupolar Susceptibility

[Problem 7.3] Derive Eq. (7.119) for F = D1. Use the oP! expression in Eq. (7.85)
and Eq. (7.118).

Equation (7.118) shows that the matrix element (m|G,'(w)|n) consists of five
terms,
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(mlgsq (@)In) =

~ 1 R 1 R w
(mldsq (@)n) = = (mliks|n) Arg = = (mlfig|n) Ars — 2 (m|fig|n) Ars
A B C D
WDmn ~ ’
+g(mlusln)Arq. (7.118")
N——

E

By substituting g, in Eq.(7.85) with the above g,,’, we obtain the transformed
quadrupolar susceptibility oeDl/(Q, w1, @) as follows,

whole
states

1
oDl (@, w1 w) = =5 2 0 =)

g.m,n

[(8|,&p|”><n|ﬂr|m)(m|6}sq/(w1)|g> _(glirln)(nlfiplm)(mlgsq (@1)]8)
(w1 — wmg)(Q - a)ng) (w1 — C‘)mg)(Q — Wmn)

+(g|ﬁp|n>(n|f§sql(w1)|m)(m|ﬁr|g> B (glésq/(wl)|n><n|ﬂp|m)(mlllr|g):|
(w2 — wmg)(Q - wng) (w2 — wmg)(Q — Wpn)

=(A)—(B)—-(C) - D)+ (E) (7.126)
where the terms (A), (B), (C), (D), (E) correspond to the first, second, third, fourth

and fifth terms in the right hand side of Eq. (7.118). These terms in Eq. (7.126) are
shown to be

(A) za,,qrs(ﬂ w1, 2), (7.127)
B) =3 ,m(Q w1, w2)Arg, (7.128)
© = 2 ,,,,,(52 wl, w2) Ary, (7.129)
(D) = h2 Z (p(O) (0)

g,m,n

[% (8litplm) (17 lm) (mitglg) g (8litrIn) (nliplm) (mIiy lg)
w1 (w1 — wmg)(Q - wng) w1 (w1 — a)mg)(Q — Wmn)

L @ (glidpln) (nligIm)m|fir|g)  wgn <g|ﬁq|n><n|ﬁp|m><m|ﬁr|g>} Ar
01 (02— mg) (QR—wng) 01 (02— Omg) (=) *
(7.130)
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th Z (p(O) (0)

g,m,n

[% (8litpln) (1t Im) (L) g (glideln) (1l lm) mI L)
w] (w1 — a)mg)(Q - CUng) w1 (w1 — wmg)(Q — Wmn)

| @om (8liLpln) (nlis|m) (mIfr1g) _ @ <g|/ls|n><n|ﬂp|m><mmr|g>} Ar
01 (@02 — W) (Q — wyg) 01 (02 — Omg) (R — W) “
(7.131)

In what follows, we prove that (B) = (E) and (C) = (D).
In the term (D) of Eq. (7.130), we apply the three relations,

Omg 1 1 1

= 9
o) (o1 — a)mg) W] — Wng w1
Wnm 1 _ 1

01 (02— Og)(Q — Ong) (@2 — Og) (2 — W)

1 { 1 1 }
o1 |0 —wmg Q- ]’
Wgen 1 1

©1 (@2 — Omg) (2 — Omn) (@2 — Omg) (2 — Oun)

1 { 1 1 }
w1 (w2 — Opg Q2 — O ’

and thereby obtain

D) = 0 (2, w1, ) Ar

P‘]V

Ar
s Z (p(o) (0)

g.m,n

1
2h2

[_ (glipln)(nliyim)(mliiglg) | (glitrIn)(nlfiylm)(mli,g)
(Q - a)ng) (Q - wmn)

_ (glipln)(nlitglm)(mlfirlg) | (glitpln)(nliig|m)(mliir|g)

(w2 — wmg) (2 — wng)
(gligIn)(nlfLpylm)(mlii,|g) (g|ﬂq|n)(n|ﬂp|m)(m|ﬂr|g)]
+ - .
(w2 — wmg) (2 — wmn)

In the above expression of (D), we can show that six terms in the square
bracket cancel each other and vanish. By adopting the relation of completeness,
> Im) (m| = 1, and the commutation relation, i, [y = fi4flp, we find that some
terms are canceled and consequently obtain the following expression of (D),
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(D) = 0(Q, w1, W) Ary

qu

LArS Z (0)<g|ﬁp|n><n|l}vr|m><m|ﬁq|g>

2 o | S (2 — wng)

n Z ) (glarIn)(nliiplm)(mliq|g)
(2 — wmn)

g.,m,n

" (2 — wng)

g,m,n

— 30 <8|ﬂqln><nlﬁplm><mmr|g>}

g.mn & (2 — wmn)
1
= Jab% (@, w1, @) Ar = (©)

where all the terms in the square bracket cancel each other by properly replacing the
suffixes, g, m, n. We could also prove (B) = (E) in the same way as above.
Therefore, we derive Eq. (7.119) for F=D1 from Eq. (7.126) as

s "(Q, w1, 02) = (A) = (B) — (O) — (D) + (E) = (A) — 2(C)

(R, w1, W) — a0 (Q, w1, wy) Ar.

pqrs qu

We can also confirm Eq. (7.119) for F=D2 and Q in the same way.

7.6.4 Levi-Civita Tensor

[Problem 7.4] Derive the following formulas (i)-(vi) using the Levi-Civita tensor.
(A, B, C, D refer to vectors, and ¢ to a scalar.)

i) AxB)-(CxD)=(A-C)(B-D)—(A-D)(B-C)

(i) Vx(VxA)=V(V-A) -

1) V- (VxA) =0

iv) Vx (Vgp) =0

v) V.-(AxB)=B-(VxA)—A-(VxB)

(Vi Vx(AxB)=A(NV -B)+(B-VYA-B(V-A)—(A-V)B
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The formulas (i)-(vi) are derived as follows. Here we employ the Einstein’s
convention of contraction.

@) (A X B)-(C x D) =¢;jxAjBrejjmCi Dy,
= (8/18km — 8jmdki) AjBxCi Dy = AjByCjDy — AjByCy D
=A-C)(B-D)—(A-D)(B-C)

() [V (VxA)] =¢ijdj[V x Alx = &ijk0; (kim0 Am)
= &ijkEimk 001 Am = (818 jm — Sim8j1) 0;01Am = 0;0;Aj — 30 A;
=3 (V- A) — V24,

(i) V- (V x A) =0 (k0 Ak) = €ijx0;0;Ax =0
(. €ijk0idj Ak = —€jix0;0; Ag = 0)

iv) [V x(V@)]; =&ijrd;j(0kd) = &;jrdjorep =0

(v) V- (A x B) = 0; (¢ijxA;Bx)
=&k (0;Aj) By + €ijxAj(0; Bx) = BypépijoiAj — Ajejirdi Bi
=B-(VxA)—A-(VXxB)

(vi)  [Vx(AxB)]; =¢ij0;[A x Bly = &k (extm A1 Bm)
= (8i18jm — 8im8j1)0jA1By, = 0jA;Bj — 0;A;B;
=A (V-B)+(B-V)A—B;(V-A)—(A-V)B;

Appendix

A.1 Physical Meaning of xQB

Among the four terms of nonlinear susceptibility summarized in Fig.7.5, x'QB
may be difficult to understand intuitively. It arises from the integral of nonlinear
polarization over the interface region in Sect. 7.2.3, though it is a pure bulk property.
The x'®® term is known to have significant contribution in some SFG spectra
[12, 13]. Here we explain its origin and physical meaning in an illustrative manner.

As we discussed in Sect.7.2.3, the x'@® term in Eq. (7.30) originates from the
integral of quadrupole over the interface. Accordingly, we consider the situation in
Fig. 7.6 that the induced quadrupole is distributed over the whole interface system,
and evaluate the net polarization of interface P! in Eq.(7.26) by integrating the
dipole polarization over the interface region from z = z;, to co. The lower bound z =
zp is arbitrarily chosen in the bulk region so that the integral encompasses the whole
interface region. In this integral of polarization, the distributed quadrupole comes
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Fig. 7.6 (Left) Schematic
picture of the quadrupole y
(Q;;) distribution in the

interface system, where the

©) @
lower bound of the integral @@ @@@ Az] @@ 2> -
= zp is sh by red line.
?Ri gf]lt))lls)?vi(()i‘i:crll qlilarderuplonlz @ @ @ @

moments (Qy;, Q;;) by the

- Qyz Hy>0

=

threshold z = z,, bring net Ozz uz>0
dipole moments (uy, i;) in
the integral region z > z; Z @ m@ _ @ @m 2P

into play at the lower bound z = z;,. The molecules located across the threshold
7 = g partially contribute to the integral, since the divided quadrupole moments
Oy and Q. bring net dipole moments (y and p,, respectively, in the integral of
P! . The contribution necessarily arises from the uniformly distributed quadrupole,
irrespective of the location of the threshold z = z;,. We note that this mechanism is
essentially common to the role of quadrupole on the surface potential [22].

The integral of quadrupole contributions could be understood without resorting
to the arbitrary threshold of zj. This mechanism of x!QB is related to the infinite
summation of oscillating terms. A quadrupole is regarded as a pair of antiparallel
dipoles, as illustrated in Fig.7.6. Thus the sum of all quadrupole contributions
becomes equivalent to the infinite summation of a pair of antiparallel dipoles,
mw—wn) +@W@m—wn + (u—p)+ ---, where each pair (4 — p) corresponds to
a quadrupole moment. This infinite summation could be defined on the basis of
Abel summability [9],

)

o0
. % u
— — o= -D'= 1 =
(m—p)+(u—p+ nézou( ) im =5

which yields a net dipole contribution. The above definition of this infinite sum can
be obtained by using a proper convergence factor. Such oscillating sum elucidates
the x'®® contribution to the net dipole P!/. We will encounter the analogous
mechanism in the NaOH aqueous solution surface in Sect. 9.3.

A.2 Levi-Civita Antisymmetric Tensor

The Levi-Civita antisymmetric tensor &;; is defined as follows.

1 (ijk =xyz, yzx, zxy),
gijk =y —1 (ijk = yxz, zyx, xzy), (7.132)
0 (otherwise) .

This symbol is quite convenient when manipulating various formulas in the vector
analysis.
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Using the Levi-Civita symbols thus defined, the vector product is represented in
the following form,

[B x Cl; = ¢;jxBjCk.

In this section of Appendix we employ the Einstein’s convention of contraction,
and omit the summation symbol ) over i, j, or k.5 The rotation of a vector is
represented in a similar way, [V x C]; = ¢£;;0;Cy. The scalar triple product is
givenby A - (B x C) = ¢;jxA; B Cy.

The Levi-Civita tensor satisfies the following contraction formulas,

Sijkquk = 8ip8jq - (Siqajp’ (7133)
Eijkspjk = 25,'1,, (7.134)
Sijkgijk =6. (7.135)

Proof &;jr in Eq.(7.132) is expressed using a set of orthonormal vectors
{ex,ey, e} as

(ex - €;) (ex-e;) (ex-e)
gijk = |(ey - &) (ey -e;) (ey-ep)| =| Ulxyz, ijk)|. (7.136)
(e;-e€) (e;-ej) (e;-ex)

Therefore,

gijkepqr = | Uxyz,ijk) |- | Uxyz, pgr) | = | Uxyz,ijk)" |- | Uxyz, pgr) |

= | UGjk, pqr) |
81‘1) aiq 5ir

=18jp 8jq djr
5kp (Skq (Skr

= (Sir(gjpfskq - 5jq8kp) - ajr((gip(skq - Siq‘skp) + akr((gip(sjq - Siq(sjp)-
Equations (7.133), (7.134), (7.135) are proved by taking the contraction.
EijkEpgk = aik(sjpSkq - 8jq8kp) - Sjk(aipakq - Siqskp) + Skk(aipajq - Siqup)
=8iq8jp = 8ipjq — 8jqdip + 8jpdiq +3ipdjq — Sigdjp)
=368ipSjqg — Sigdjp, (7.133)

STherefore, &ijkBjCy = Z &ijkBjCr.
J.k
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gijkEpjk = 8ipdjj — 8ij8;p = 38ip — Sip = 28;p, (7.134)
&ijk&ijk = 28i; = 6. (7.135)
O

These Eqgs. (7.133), (7.134), (7.135), particularly Eq.(7.133), are extensively
utilized in manipulating vector formulas. For example, the vector triple product is
rearranged as follows,

[A x (B x O)]; = &;jkAj[B x Cli = &ijxAj(exim BiCrm)
= &ijkEimk AjB1Cm = (8i18jm — 8im8j1)AjBiCy = AjBiCj — AjB;C;
=Bi(A-C)—-Ci(A-B),

where we have employed the permutation relation, ¢, = €1mik, and Eq. (7.133) in
the above derivation.

[Problem 7.4] Derive the following formulas (i)—(vi) using the Levi-Civita tensor
(see Sect. 7.6.4). (A, B, C, D refer to vectors, and ¢ to a scalar.)

i) AxB)-(CxD)=(A-C)(B-D)—(A-D)(B-C)

(i) VX (VxA)=V(V-A) —V?A

(i) V- (Vx A =0

@iv) Vx (V¢p) =0

v) V.-(AxB)=B-(VxA)—A-(VxB)

(Vi)Vx(AxB)=A(NV-B)+(B-VYA—-B(V-A)—(A-V)B

The Levi-Civita tensor is invariant under rotation of the coordinates,
Diijqur Epgr = Eijk, (7.137)

where D is the rotational matrix in Eq.(3.43). This feature will be utilized in
Chap. 8.

Proof Consider a rotational matrix D that converts a set of orthonormal vectors
{ex, €y, e;} to{ey, ey, e},

ey | =D|e
24 €
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Then the following relation is proved using the unitary character of D (D] = 1)
and Eq. (7.136),

eijk = | Ulxyz, ijk) | = ‘DT U(x'y'Z,ijk) ( =| UKy, iji) |.

Suppose that pgr denote x’, y’, 7’ while ijk denote x, y, z, the following equation
is derived.

DipD¢Direpgr = DipDjqDrr | Ux'y'Z, pqr) | = | Ux'y'Z,ijk) |
=|U(xyz,ijk) | =¢&ijk. (7.137)

O

A.3 Definition of Bulk Polarization

In Chap. 7 the bulk polarization Plg; is defined by Eq. (7.36),

0
PG, =i / dz " | xad (@ 01, 0K (1) + xPEE (@ 01, 0K (@2)
—0oQ

q.,r,s
—xE(Q, w1, ) (kg,s (@) + k7, (wz))}
IH@ @) I @)L g @)L @) Ef @D ES, (@)

exp [i (kﬁyz(wl) + 1 (@) — kéz(sz)) z] : (7.36)

which is consistent to Refs. [21] and [17], while a slightly different expression P]g/
is found in Refs. [11] and [5]. In this Appendix, we clarify the difference between
the two expressions.

Some other literature [5, 11] employs a different expression, Pg/, for the bulk
polarization,

0
/ .
P, =i f dz ) {x,?;;!?(sz,wl,w»k?,.y(wn+x,?;;€(sz,w1,w2>k§,s(wz>
o0

q,r,s

— XX (R 01, 0K ()]

L@ fF (@) [ (@) Lig(@1) L1 (@) Ef (@) Ef, (w2)

. exp [i (kg’z(wl) + 18 (wn) - kg’z(sz)) z] . (7.138)
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We notice a slight but significant difference; the third term of the integrand in
Eq. (736) is —x (2. @1 0) (k. (@) + K7 (@), while that in Eq. (7.138)

is —x b (2, w1, w2k ().

We could interpret that P](s;’ in Eq. (7.138) involves both the bulk polarization P‘é
and a part of interfacial polarization attributed to x'2®B. Equation (7.28) shows that
the part of interfacial polarization P! attributed to '8 is

1QB 1QB
PR =3 xper (@ 01, )Ly g (@D L1 @) ES (0 EY, (@)
q.r

=3 Xt (@ 01, [ (£ @) £ @) L1 g @) L1 @) EY (@) Y, (@2)
q,r

0
=i/ dz Y b (k?s(a)l)—kk?’s(wz)—kg,s(sz)) 1 EE.(@, 01, )

-0 q.r.s
1@ ff @) ff @)L g@) L @) ES (@D ES  (@))

-exp [i (kf,z(wl) + kﬁ,z(wz) - kg,z(ﬂ)) z] : (7.139)

where the form of x'@® in Eq.(7.30) has been adopted in the above formula.
Therefore, we can readily see the following relation,

PE , + P® = pB . (7.140)

Although either definition for the bulk polarization could be used in principle,
we recommend P]é in Eq. (7.36) to describe the bulk polarization for the following
reasons. First, P% is a well defined quantity with respect to the choice of origin
as described in Sect. 7.4, and can be separately detected from the other terms by
experimental measurements. Second, P](S; allows for distinguishing x'@® and xB.
We have argued in Chap. 7 and Figure 7.5 that x'@® and x® have different physical
meanings and different dependence on the optical geometry. The role of x'QB
has been increasingly recognized in the SFG spectroscopy [12, 13]. The former
definition is convenient to examine the effects of x'@B and x B separately.

Bibliography

1. Adler E (1964) Nonlinear optical frequency polarization in a dielectric. Phys Rev 134:A728—
A733

2. Bloembergen N, Chang RK, Jha SS, Lee CH (1968) Optical second-harmonic generation in
reflection from media with inversion symmetry. Phys Rev 174:813-822

3. Bloembergen N, Pershan PS (1962) Light waves at the boundary of nonlinear media. Phys Rev
128:606-622

4. Boyd RW (2003) Nonlinear optics. Academic, Amsterdam



200 7 Quadrupole Contributions from Interface and Bulk

5. Byrnes SJ, Geissler PL, Shen YR (2011) Ambiguities in surface nonlinear spectroscopy
calculations. Chem Phys Lett 516:115-124
6. Guyot-Sionnest P, Chen W, Shen YR (1986) General considerations on optical second-
harmonic generation from surfaces and interfaces. Phys Rev B 33:8254-8263
7. Guyot-Sionnest P, Shen YR (1987) Local and nonlocal surface nonlinearities for surface optical
second-harmonic generation. Phys Rev B 35:4420-4426
8. Guyot-Sionnest P, Shen YR (1988) Bulk contribution in surface second-harmonic generation.
Phys Rev B 38:7985-7989
9. Hardy GH (1949) Divergent series. Clarendon Press, Oxford
10. Heinz TF (1991) Second-order nonlinear optical effects at surfaces and interfaces. In: Ponath
H-E, Stegeman GI (eds) Nonlinear surface electromagnetic phenomena. Elsevier, Amsterdam,
pp 353416
11. Held H, Lvovsky AlI, Wei X, Shen YR (2002) Bulk contribution from isotropic media in surface
sum-frequency generation. Phys Rev B 66:205110
12. Kawaguchi T, Shiratori K, Henmi Y, Ishiyama T, Morita A (2012) Mechanisms of sum fre-
quency generation from liquid benzene: symmetry breaking at interface and bulk contribution.
J Phys Chem C 116:13169-13182
13. Kundu A, Tanaka S, Ishiyama T, Ahmed M, Inoue K, Nihonyanagi S, Sawai H, Yamaguchi
S, Morita A, Tahara T (2016) Bend vibration of surface water investigated by heterodyne-
detected sum frequency generation and theoretical study: dominant role of quadrupole. J Phys
Chem Lett 7:2597-2601
14. Morita A (2004) Toward computation of bulk quadrupolar signals in vibrational sum frequency
generation spectroscopy. Chem Phys Lett 398:361-366
15. Neipert C, Space B, Roney AB (2007) Generalized computational time correlation func-
tion approach: quantifying quadrupole contributions to vibrationally resonant second-order
interface-specific optical spectroscopies. J Phys Chem C 111:8749-8756
16. Pershan PS (1963) Nonlinear optical properties of solids: energy considerations. Phys Rev
130:919-929
17. Shiratori K, Morita A (2012) Theory of quadrupole contributions from interface and bulk in
second-order optical processes. Bull Chem Soc Jpn 85:1061-1076
18. Sipe JE, Mizrahi V, Stegeman GI (1987) Fundamental difficulty in the use of second-harmonic
generation as a strictly surface probe. Phys Rev B 35:9091-9094
19. Sipe JE, Moss DJ, van Driel HM (1987) Phenomenological theory of optical second- and third-
harmonic generation from cubic centrosymmetric crystals. Phys Rev B 35:1129-1141
20. Terhune RW, Maker PD, Savage CM (1962) Optical harmonic generation in calcite. Phys Rev
Lett 8:404-406
21. Wei X, Hong SC, Goto T, Shen YR (2000) Nonlinear optical studies of liquid crystal alignment
on a rubbed polyvinyl alcohol surface. Phys Rev E 62:5160-5172
22. Wilson MA, Pohorille A, Pratt LR (1989) Comment on “study on the liquid-vapor interface of
water. I. Simulation results of thermodynamic properties and orientational structure”. J Chem
Phys 90:5211-5213



Chapter 8 ®
Other Topics oo

Abstract This chapter introduces some recent topics in the SFG spectroscopy,
particularly the x @ effect for the charged interfaces and the chiral applications
of SFG spectroscopy. The significance of x @ effect is now recognized in the SFG
and SHG spectra when interfaces are charged, such as the electrolyte interfaces
and charged solid-liquid interfaces. Understanding of this effect is indispensable to
analyze the spectra of these systems. Chiral application of the SFG spectroscopy has
been also advanced recently, though chiral systems are known to be SFG active for
long time. It could offer a new probe technique of chiral species at interfaces. The
present chapter discuss basic features of chiral applications, which are somewhat
different from the features of ordinary applications to interfaces.

Keywords x® effect - Surface charge - Chiral SFG

Recent development of SFG spectroscopy has brought new areas of applications
as interface probe. Here we treat some recent topics in the SFG spectroscopy.
Section 8.1 deals with the “x® effect”, which is pertinent to liquids in contact
to charged substrates, such as charged solid (membrane)-liquid interfaces and
electrode-solution interfaces. The x @ effect could have substantial contributions to
the SFG/SHG spectra from these charged interfaces. It becomes an additional source
of SFG/SHG, and could compete with the intrinsic signal from the interface. Precise
understanding of this effect is critical to interpret the SFG/SHG spectra of charged
interfaces. Section 8.2 treats chiral applications of SFG spectroscopy. The SFG is
allowed in chiral systems in principle, as the inversion symmetry is broken. Actually
the SFG as well as SHG from non-centrosymmetric materials is widely utilized in
optical conversion devices. However, applications of SFG as a spectroscopic tool of
probing chiral species have been relatively less explored. Recently the SFG/SHG
could be utilized as a chiral probe at interfaces. The present section summarizes
fundamental features of chiral SFG/SHG spectroscopy.

© Springer Nature Singapore Pte Ltd. 2018 201
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8.1 x® Effect at Charged Interfaces

In the SFG or SHG spectra from liquids at charged interfaces, another mechanism of
SFG/SHG emission arises besides the usual one, called “x ®) effect”. The charge at
interface generates static electric field E that penetrates into the interface and bulk
of the liquid, and thereby induces additional nonlinear polarization in the liquid. In
such cases, the induced polarization of sum frequency 2 = w1 4+ w; by two incident
light fields of frequencies w; and w is represented as follows,

X~z

PP@) =Y x$2.(Q. 01, 02) Eq(@)) Er())
q,r

X~z
) Ao (@, 01, @2, 0 Eg (1) Er (02) E; (0), 8.1)
q.,r.s

where E(0) denotes the static electric field. This formula (8.1) is considered to be
an extension of Eq.(1.4) in Chap. 1, and the additional second term of Eq.(8.1)
refers to the x® effect.! In what follows, we formulate the SFG spectroscopy
without losing generality, as SHG is a special case of SFG.

The x© effect in SHG spectroscopy was pointed out by Eisenthal and co-
workers in silica-water interface with varying pH [23]. They discovered that the
intensity of SHG signal from water strongly depends on the pH. Figure 8.1
demonstrates that the SHG signal is remarkably enhanced with increasing pH of
the solution. The silica surface contains silanol groups (—SiOH) which undergo
acid-base equilibrium, —SiOH = —SiO~, and thus negative charge density at the
silica surface increases with increasing pH. They argued that the SHG signal clearly
correlates with the charge density, which is indicative of the x ® effect as we will
discuss below. Since then the x ¥ effect has been intensively investigated in SHG
and SFG for a variety of aqueous solutions in contact with charged interfaces [7—
9, 12, 15, 18, 25]. In this section we clarify the fundamental properties and roles of
the x @ effect in SFG/SHG spectroscopy.

8.1.1 Properties of x© Tensor

First, we notice that the x [(,Z)rs in Eq. (8.1) is a fourth-rank tensor. Consequently,

x® is not necessarily zero (allowed) in an isotropic matter for symmetry reason,
whereas the third-rank tensor of x ® is inevitably zero (forbidden). This important
property of x® is intuitively understood by inspecting the role of x ® in Eq. (8.1).

INote that P® in Eq. (8.1) includes the third-order polarization of x®. We use the notation P?
for the SFG source polarization to show the correspondence to Eq. (1.4).
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Fig. 8.1 Observed SHG signal from silica-water interface as a function of pH [23]. (Reprinted
from Ref. [23], Copyright 1992, with permission from Elsevier)

The sum-frequency polarization in Eq. (8.1) is represented in the following form,

PR@) =) [x;,%;, + Y xS Es ((»] Eg(@1)E,(w2), (8.2)

q.r
where the quantity in the bracket corresponds to the SFG source term of x

including the static field £(0). Accordingly, x ) is represented with the derivative
of x @ with respect to the field E(0),

(8.3)

(2)
X pqr (2, @1, w2)
Xl(73q)rs (Q,w1,w,0) = ( Pe’
E(0)=0

IE;(0)

Equation (8.3) indicates that x @ accounts for the induced SFG/SHG by the static
electric field. The field-induced SFG/SHG is allowed in an isotropic media, since the
imposed field E(0) would break the isotropy of the system and thereby induce the
SFG/SHG response. In charged solid-liquid interfaces, the SFG/SHG signal from
x @ stems from the liquid region as long as the electrostatic field penetrates into the
place. The length of the region is comparable to the Debye screening length, which
could be larger than the molecular scale as we discuss later.

Second issue is the microscopic origin of x®). As we mentioned above, x
in Eq.(8.3) is understood as the perturbation on x® by the field. Microscopic
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origin of the perturbation can be twofold, orientational and electronic mechanisms.
The former, orientational mechanism of X(3) means that the static electric field
perturbs the orientational structure of molecules and thereby changes the x ® of
that material. The latter, electronic mechanism means that the electronic state of
the material has the intrinsic third-order response to the electric fields. Relative
significance of the two mechanisms in x ) may depend on the system in question. In
liquid water or dilute aqueous solutions, the orientational mechanism is confirmed
to be dominant in x ) by direct computation of the two mechanisms [16].

Third issue is the distinction of the x® effect from the quadrupole terms
discussed in Chap.7. Both the x©® in the present chapter and the quadrupole
terms are fourth-rank tensors and thus allowed in isotropic bulk media, though their
mechanisms are fully distinct. The x® effect arises only when the electrostatic
field is imposed on the system, while the quadrupole contributions are present in the
SFG/SHG even in a system under no electrostatic field. If we take account of the
quadrupole contributions in Eqs. (8.2) and (8.3), the x ?) in these equations should
be replaced with the extended susceptibility XfG) in Eq. (7.50) that includes both the
dipole and quadrupole contributions.

The x® formula of Eq. (8.3) allows for straightforward calculation of the x
tensor by adopting the computational methods of x ® in Chap. 4. One can calculate
x@ of a system with imposing a finite electrostatic field E(0), and take the
derivative of the calculated x ®’ with respect to the applied electrostatic field. Such
MD calculation of x© is conducted using isotropic bulk systems which are free
from interfaces [16]. The calculated derivative of x® derives the pure x @ term as
a bulk property, since the isotropic systems are essentially free from the intrinsic
x@. Calculated result of x® for liquid water is shown in Fig. 8.2b, and compared
with the intrinsic x ® for water surface in panel (a).

(@) x@y,, () 29,
200

Im —
Re —

L Il L Il L Il L Il Il Il Il

3000 3200 3400 3600 3800 3000 3300 3400 3600 3800 4000
Frequency [cm™] Frequency [cm'l]
Fig. 8.2 Calculated X)(a spectrum (panel a) [14] and XS)ZZ (panel b) [16] of liquid water. Both
panels are obtained using the same CRK model of water. Their real and imaginary parts are
shown in blue and red, respectively. (Reprinted with permission from Ref. [14]; Copyright 2009,
American Institute of Physics. Reproduced from Ref. [16] with permission from the PCCP Owner
Societies)
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8.1.2 Role of x® in Electrolyte Solution

Then we discuss the x @ effect in electrolyte solutions near solid-liquid interfaces.
In the conventional picture of electrochemistry, the structure of electrolyte solutions
near a solid (or electrode) surface consists of the contact (Stern) layer and the diffuse
(Guoy-Chapman) layer [2, 3]. The former indicates the region of a few monolayers
at the solid-liquid interface, where specific interfacial structure, such as specific
adsorption, is constructed. The latter, diffuse layer extends to the solution over the
Debye screening length, where the counter ions of charged surface are distributed
and the net electric field is penetrated. The x ) signal arises from the diffuse layer
of electrolyte solution, while the contact layer is considered to be the source of
interface-specific SFG/SHG signal by x ¥. Here we formulate the x @ contribution
from the diffuse layer based on the Gouy-Chapman theory [1-3].

Guoy-Chapman theory Suppose the normal coordinate z to the solid-liquid
interface. The interface is located at z = 0 and has charge density o per unit area,
while the electrolyte solution with dielectric constant ¢ is extended in z < 0. (See
the scheme of Fig. 1.2 or Fig. 8.3, where the medium « is regarded as solid and the
medium g as the solution.?) The electrolyte in the solution consists of N; kinds of
ions of charge Z; and number density n; (i = 1,---, N;). The static electric field
E.(0; z) is generated in the diffuse layer of solution along the z axis, and is related
to the electrostatic potential ®(z) at z by

dd(z) <
E.(0;2) = — iz or ®(z) = —/ E,(0; z)dz, (8.4)

where the origin of the potential is set in the bulk liquid, ®(z - —o0) = 0.

Fig. 8.3 Definition of P z
parameters used for the x o a
surface SFG. The subscripts 1 o o1 o kir kR
f = 1,2, 3 denote the two k5 021 3R o
incident lights and SFG, kor
respectively. e.g. X
I,:Z[ - I;j;(wl), %4 o B
2r = K(@2), O3 = O (8). kot
(Same as Fig. 7.1 in Chap. 7) B kﬁ b
IT 3T

2This convention is taken so as to be consistent to Chaps. 2 and 7, where the medium 8 (z < 0) is
the source of polarization.
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[Problem 8.1] Using the above notations and the Poisson-Boltzmann equation,
derive the following formula of the electric field E,(0; z) in z < 0,

N;
2 (49 SnkBT _Zl-eCD(z) B
E(0;2) —( i ) 21: { ( o ) 1}. (8.5)

In a case of Z : Z electrolyte solution (N; = 2, Z) = —Z> = Z,n1 = ny = n),
show that Eq. (8.5) is simplified to be

E.(0: 7) = _diiz) _ 32”’;”" sinh (Z;:;(TZ)> . (8.6)

(Hint) Note that ®(z) is related to the charge density p(z) by the one-dimensional
Poisson equation,

d>®(2) 47
pE —7p(z), (8.7)

while p(z) is assumed to be given by the Boltzmann distribution of ions,

o) = Z Zien; exp ( Zke:);z)) . (8.8)

Coupled solution of Egs. (8.7) and (8.8) leads to Eq. (8.5).

Surface charge and potential Using the static electric field E,(0; z) in the diffuse
layer, the x @ contribution to the SFG/SHG signal is estimated by integrating it
over the z coordinate. The following formulas are analogous with those for the bulk
quadrupole in Chap. 7, in the sense that the overall contributions from deep region
(z < 0) are estimated by integration.

The nonlinear polarization per unit area PS is given by integrating Eq. (8.2)
along z,

0
PS = [ de 3 [+ 4 B0 | By B2

—00 q.r

0
~ f dz [ 128 = 02) + (3o E(0: 9| Eg(@)Ey(@2)
—0oQ

~ 3 [ = X @O | Eq @) E; (@2). (8.9)
q,r
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In the final expression of Eq. (8.9), x ) is defined as the second-order susceptibility
per unit area, and x @ as the third-order susceptibility per unit volume. Since x

is a bulk property, the definition per unit volume is feasible for a uniform material.
0

Equation (8.9) includes the surface potential ®(0) = — / E,(0; z)dz, which

affects the relative amplitude of x® ®(0) term to x @3

The surface potential ®(0) is related to the surface charge density o. By applying
the Gauss divergence theorem (see Sect.2.1.2) to the solid-liquid interface, where
the surface charge o is located and the electric field E (or electric displacement D)
is along the z direction, one leads to

4no = —¢E,(0;z=0_).

In the case of Z:Z electrolyte solution, the result of Guoy-Chapman theory in
Eq. (8.6) is further applied to the above equation to obtain

2kgpTne Ze®(0)
=/ h 8.10
fog - sin ( sT ) ( )

2%pT
®(0) = =2 ginh~! T 5). 8.11)
Ze 2kpTne

or

Therefore, the surface charge density o gives rise to the surface potential ®(0), and
thereby the x @ signal of SFG/SHG in Egq. (8.9).

Phase factor In the derivation of Eq. (8.9), we have simply integrated Eq. (8.2) with
omitting the phase of light electric fields. The validity of this treatment depends on
the thickness of the range that the static electric field E,(0; z) penetrates. If the
range of E,(0; z) is sufficiently shorter than the wavelengths of incident or emitted
light fields, their phase factors are regarded as constant over the integral range of z
and therefore can be neglected. Otherwise we need to explicitly take account of the
phase factors in the integral of Eq. (8.9) [11, 19, 25]. We discuss this issue here, and
provide the modified formula if necessary.

We first examine the range of static electric field E;(0; z) based on the Guoy-
Chapman theory. Equation (8.6) for the Z : Z electrolyte solution can be
analytically solved for ®(z). This Eq. (8.6) is modified to

d Zed(z) 1 Zed(2)
— {tanh = — tanh ,
dz 4k3T rp 4k3T

SkBT
= —— 8.12
D V 87 Z2e2n (8.12)

3The original literature of Eisenthal et al. [23] adopted a positive sign to ®(0) in Eq. (8.9). This
difference stems from definition of the direction of z axis.

where
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Table 8.1 Estimated Debye Debye
length rp in Eq. (8.12) for 1:1 Concentration length
electrolyte solutions with =

. . 1M 3.0A
varying concentration. i
T =298.15Kand ¢ = 78.5 0.1M 9.6 A
are employed. (Note that this 0.01 M (10 mM) 3.0nm
estimate assumes unit activity 0.001 M (1 mM) 9.6nm
coefficient) 0.0001 M (0.1 mM) | 30nm

is called the Debye length for the Z : Z electrolyte solution. The solution of ®(z) is

D(z) = % tanh~! {tanh (Z::)(To)) exp (;)} (z <0). (8.13)
B D

In a sufficiently dilute solution where Ze®(0)/4kpT < 1, this equation is
linearized using tanhx ~ x (x < 1) to be

®(z) =~ d(0) exp <%> (z <0). (8.14)

Equations (8.13) or (8.14) indicates that the range of electrostatic field is determined
by the Debye length rp. We roughly estimate the spatial scale of rp for 1:1
electrolyte solutions with varying concentration in Table 8.1. The table shows that
the Debye length increases with lower concentration.

Then we derive the formula of x® contribution with explicitly considering the
phase factors. Here we consider the SFG geometry in Fig. 8.3, where the incident
lights emit from the medium « (z > 0) and polarization is generated in 8 (z < 0).
And we use the same notations for other geometric properties as those defined in
Chap. 7. With considering the phase factors, the nonlinear polarization per unit area
PS5 in Eq. (8.9) is modified to

0
PS = / dzexp (=ikf, (02) 3 [x6( = 0-) + xfi. Eo(0: 2) |
oo q.r

“Lig(@)Lr(@02)E] (@) E], (@2)exp (ikgvz(an)z) exp (ik?z(wz)z) .
(8.15)

The derivation of this equation is in parallel with that of Eqs. (7.35) and (7.36) in
Chap. 7. In this equation, ké .(€2) is the z component of the SFG wavevector in
medium B (z < 0) in the propagating direction G (G = T for transmission and R
for reflection). E¢(wy) is the incident electric field in medium « at frequency ¢
(f =1,2),and L;(wy) is the optical factor in Eqgs. (5.29) and (5.30) to convert the
incident light to transmission one. (Note that the local field factors in Eq. (7.36) are
incorporated in x ® and x®.)
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Equation (8.15) is integrated over z,

0
Pi:Z[XI%)fI—XI(’Z)rZ f dzE-(0; 2) exp{i(ka}’Z(wl)—l—k?’z(wz)—kg’z(ﬂ))z}]
q.r e

Ly gLy, (@) ES (0D ES, (@)). (8.16)

The x® term including the z integral in Eq. (8.16) is further simplified as follows.

0
G term) = xS [ dz B yexp {106 o)+ 4] (o) ~ K ()
—00

0 dd(z) iz
_ ,3
= Xpgrz [m dz <_ dz ) €Xp <E)

. 0 .
= Xpare {—<I><O> + é/oodz (2) exp (;—2)} , (8.17)

where I = 1/(k’]3w’z(a)]) + k%z(wz) — kéz(Q)) is the coherence length in the
direction G in Eq.(7.37). In the dilute solution where ®(z) is expressed with
Eq. (8.14),

i [0 Z iz
(x? term) ~ x5 {—CD(O) + l—/ dz ®(0) exp <G) exp <1_>}

G J—o0 G
= —X,%)”(D(O)m- (8.18)
lg

The result of Eq. (8.18) deviates from — x ,(,Sq)rZCD(O) when the condition of rp < Ig
breaks down. This indicates that the phase factor in x @) contribution becomes
significant in dilute solutions where the Debye length rp is comparable to the
coherent length /s of SFG.

8.1.3 Calibrating x® Effect in SFG Spectra

Attempts to estimate the x ®) contribution in observed SFG/SHG spectra of charged
interfaces have been done experimentally and theoretically. Experimental estimate
of x® requires decomposition of observed signal into x® and x® contributions.
The decomposition was performed by changing ionic strength (concentration) of the
electrolyte solution, with an assumption that the changing ionic strength affects the
surface potential ®(0) but does not affect x ® from the interface layer [25]. Though
the validity of such assumption should be carefully examined, the results of x
are generally consistent to the direct calculation of x 3 shown in Fig. 8.2b, which
supports the validity of the estimate.
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Fig. 8.4 (Left panel) calculated Im[ X(z)] spectrum (black) and the intrinsic spectrum after
calibrating x® (purple) for charged a-quartz/H,O interface [16]. (Right panel) experimentally
observed Im[y ®] spectra for silica glass/HOD solution with varying pH [18]. (Reprinted with the
permission from Ref. [18]; Copyright 2016 American Chemical Society)

One of the important concerns is the relative amplitude of x® and x @ ®(0) in
Eq. (8.9), which depends on the surface potential ®(0). This estimate can be carried
out with the calculated x® and x® spectra on the same footing, using the same
time correlation function formula and the common molecular model, in Fig. 8.2. The
MD results show that the amplitudes of | x | and |x® ®(0)| in the O-H stretching
region of liquid water become comparable at ®(0) ~ 0.02 V [16]. Quantitative
accuracy of this estimate may have some room for improvement, but this estimate
provides the rough idea on the relative amplitudes between | x@| and |x P ®(0)|.
In ordinary silica surfaces in contact with basic solutions, ®(0) can be the order
of 0.1 V, where the x®®(0) contribution becomes comparable to or outweighs
the x @ contribution in observed SFG spectra. In electrode-solution surfaces with
controlling surface potential, y ®)®(0) can readily be a dominant contribution.

Another concern is to extract the intrinsic x ® spectra related to the interfacial
structure from the observed SFG spectra by calibrating the x® contribution. Since
the x® is a bulk property and its spectra are known, its contribution can be
subtracted from an observed (calculated) SFG spectrum from charged surface. Such
attempt is feasible by MD simulation. Figure 8.4 shows that SFG spectrum of
charged silica-water interface with and without the calibration of x® signal. The
intrinsic x ® spectrum after calibrating x ® contribution clearly exhibits the bands
assigned to hydrogen-bonding O-H to surface silanol [16]. The intrinsic Im[x ]
spectrum after the calibration is similar to experimentally observed Im[x®]
spectrum in acid solution where surface silanol is not deprotonated [18].

8.2 Chiral Elements of y ?

The present section discusses the applications of SFG spectroscopy to chiral
systems. Chirality is another source of SFG in addition to the interface, since both
are pertinent to the lack of inversion symmetry, the necessary condition for the SFG
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to be dipole allowed. In the preceding chapters we have focused on the SFG response
from interfaces. Chiral materials were known to be SFG active in 1960s [10], though
the chiral vibrational SFG spectroscopy has not been fully explored until recently,
mainly because the chiral response is weak in ordinary conditions. However, there
is a promising avenue to exploit both the interface and chiral sensitivities in future
SFG spectroscopy. In what follows, we summarize fundamental features of SFG
from chiral systems, which are somewhat distinct from the features of SFG from
the interfaces [5, 13].

8.2.1 Symmetry

For a chiral system, the inversion or reflection operation changes its chirality.
Accordingly, the x ® elements associated to chiral properties should not be invariant
by the inversion or reflection. The above reasoning from the symmetry requirement
leads to the fact that the following six elements of x ,(,%])r could be pertinent to the
chirality:

Yo Xme Xde Xpo o X X (8.19)
This is a general conclusion for third-rank tensor properties. Any other tensor
elements ,(3]), than in Eq. (8.19) miss either of x, y or z in the suffixes pgr. For
example, XZ()%} does not have y in the suffixes zxx. We can readiy understand that
those other tensor elements y l(,zq)r except for those in Eq. (8.19) do not satisfy the
symmetry requirement of inversion or reflection. For example, let us consider the
element xz(,%; It is responsible to the second-order polarization PZO)(Q) induced by
E, (1) and Ex(w2),

PO(Q) = xPA(Q, w1, w2) Ex(01) Ex (w2).

This equation can never be associated to the chirality. If we operate the reflection at
the plane perpendicular to the y axis, the vector elements of Pz(z), E,(w1), Ex(w2)
are unaffected. Consequently, the xz()a should not change to satisfy the relation,
which means that Xz(ﬁ is not a chiral property. The same argument holds for the
other elements of X,%)r except for the above six elements.

Some of the six x® elements in Eq.(8.19) may be related when the material
has a certain spatial symmetry. We treat here two cases, (i) isotropic bulk and (ii)
interface of Co, symmetry.

(i) Istropic bulk In the case of an isotropic material, the following relations hold
for the six elements,

2 _ 2 _ @ _ ., _ ., _ @ (=,
Xxyz = T Xazy = T Xyaz = Xyzx T Xexy = T Xgyx <: Xchiral) : (8.20)
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These relations are readily confirmed from the fact that x ® for an isotropic material
should be invariant by arbitrary rotation around an arbitrary axis. For example, if we
rotate the system by 90° around the z axis, the coordinates should change as follows.

X—>y, y—>—Xx, Z—>2Z (rotation around 7).

Accordingly, X;g)z = — xﬁ?z, is required in order that the rotation does not affect
the material properties. The similar argument holds to derive the other relations in
Eq. (8.20).

Equation (8.20) has one independent variable, x c(}21i)ral' It is given by the average,

X~z
@ _1 2
Xchiral = 6 Z 8P4VX1(7q)rv (8.21)
p.q.,r

where ¢, is the Levi-Civita antisymmetric tensor (see Appendix A.2),

1 (pgr =xyz, yzx, zxy),
Epgr = —1 (pgr = yxz, zyx, xzy), (7.132)
0 (otherwise).
Equation (8.21) clarifies the invariance of X(f}%i)ral to arbitrary rotation, since the Levi-
Civita tensor is invariant as shown in Eq. (7.137) in Appendix A.2. Therefore, the
expression of Eq. (8.21) is valid for the molecule-fixed coordinates as well.

(ii) Interface Then, we consider the situation that the chiral material forms an
interface of Co, symmetry.

[Problem 8.2] Suppose a chiral interface system of azimuthal C, symmetry. What
relations are required among the six x ® elements of chiral origin in Eq. (8.19)?

In a chiral system with interface, the nonvanishing x ® elements of this system
are attributed to either interface or chiral origin. We find from Sect.3.3.3 and
Problem 8.2 that the X,(,zq), elements of chiral origin are distinct from the X,(,%I),

. g _ 2 .
elements of interface origin. The nonvanishing elements of éq)r are summarized

below.

o x@ of interface origin (achiral)—

2 2 2 2 2 2 2
rk=a xG=an x=x8. 12 (3.48)
o x@ of chiral origin—
2 2 2 2 2 2
X = "Ny Xan = Nz Xy = Xy (8.22)
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These tensor elements are related to the following polarization combinations of sum
frequency, visible and infrared fields, as discussed in Sect. 3.3.3.

e X @) of interface origin (achiral)—SSP, SPS, PSS, PPP
(8.23)
o x? of chiral origin—SPP, PSP, PPS

The above polarization combinations are mutually exclusive, which allows for
distinguishing the SFG signals of chiral origin and of interface origin by choosing
proper polarization combinations. The selection rules in Eq.(8.23) are valid for
whether the chiral x ® elements actually originate from the isotropic bulk (8.20) or
from the interface (8.22). The SFG spectroscopy is capable of detecting the chiral
signal in background-free condition. This feature of SFG as a chiral probe is in
contrast to other chiral probe techniques based on difference spectra by different
circular polarizations, such as circular dichroism and Raman optical activity.

8.2.2 Intensity

The x® elements of chiral origin are also represented in the perturbation and time
dependent formulas in Chap. 3 in the same manner with those of interface origin.
Therefore, the computational methods of chiral SFG signals are common with those
of interface SFG described in the preceding chapters. However, there are some
differences to describe the x ® elements for chiral SFG.

The x @ of chiral origin also consists of the vibrationally resonant and nonreso-
nant terms in Eq. (3.33), x® = x®-res 4 y@nonres 1y the case of isotropic bulk,
X(:(l’zli)ral in Eq. (8.21) is accordingly given by

X~z
2) _ _(@2),res (2),nonres __ 1 (2),res 2, s
Xchiral = Xchiral + Xchiral - 6 Z Epgr (qurres + qurnornes ’ (821)
piq.r
where x C(Izu)r;f $ and Xc(ﬁi)r’zﬁonres are represented from Eqs. (3.36) and (3.38), respec-
tively, to be
(2) 1 xX~Z
, 2),
Xchir;les(Q’ w1, W) = 8 Z qurxlgq)rres
Psq.r

X~z

= _6% Z Epgr Z (Png) _ Pfr?)) (g1t pq (2)11m) (mlprlg)

@) — g + 1l

p.q.r §,m
1 1
- — O_ (0))—[ () —aty (R
= g})m (RE o tiTy L8 e @—aey @} Im) fmliecle)

+(gl {orzx ()~ (2)} |m><m|ﬂ)|g>+<g| {axy(Q)_ayx(Q)} |m><m|l/«z|g>:|
(8.24)
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and

x~z
(2) nonres __ Z e (2),nonres
Xchiral parXpqr

P q.r

1

== 8;:qu( 0 _ (0>><g|a () |m) (mluqlg).

pqr om wl_wmg+lrmg

1 1
_ Ly (0,0 D o
oh (o7 =) ©1 = Omg +iTing ({81 oy2() = ey (@} m) (mlpaslg)

(g {orzx () =0tz ()} [m) (m | )+ (8| {ory () —0ry ()} Im)(mluz|g>]-
(8.25)

The above formulas of Eqs. (8.24) and (8.25) include the antisymmetric components
of the Raman tensor {op, — agp}. Therefore, the isotropic average Xc(hl)rdl in
Eq.(8.21) should vanish if the Raman tensor is symmetric. The antisymmetric
components of the Raman tensor is generally minor in electronically off-resonant
conditions, as discussed in Sect. A.3. This is the main reason why the chiral SFG has
not been fully exploited for a long time, though it is allowed for symmetry reason.
We also notice in passing that Egs. (8.24) and (8.25) lead to Xc(}i)r;le S = — éﬁi)r,;loﬂres
for w; = w,. This indicates that SHG yield no signal from isotropic bulk materials.*

However, the intensity of chiral SFG signals is remarkably augmented when
Q2 becomes close to the electronic resonant condition [4, 6]. This is because the
antisymmetric components of the Raman tensor become signficantly strong in
electronically resonant or near-resonant conditions. Figure 8.5 displays an example
of chiral SFG spectra from R-1,1’-bi-2-naphtol with varying sum-frequency photon
energy /iS2 [4]. These spectra demonstrate that the intensity of chiral SFG signal is
augmented by 10° in the near resonance condition with an electronic excited state.
Such remarkable enhancement makes the chiral SFG a practically useful tool to
detect chiral vibrational spectra with monolayer sensitivity.

8.2.3 Future Development

The vibrational SFG spectroscopy of chiral probe has many applications, particu-
larly to biological molecules. It could attain monolayer sensitivity to detect chiral
species. Yan et al. argued that the chiral SFG could have interface selectivity in
the electronically off-resonant conditions that the chiral signal from isotropic bulk
vanishes [26].

4Note that the SHG from chiral interface is allowed [17, 24].
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Fig. 8.5 Chiral (SPP) spectra 241
from R-1,1’-bi-2-naphtol 20 ]
solution in acetone with & 204
varying sum-frequency E 1.8
photon energy (72 =3.70, E 161
3.65,3.59,2.51 eV from top € 144
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spectrum is multiplied by g 061
103, (Reprinted with So 0.4
permission from Ref. [4]. = 02
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Another promising direction of chiral SFG is to combine the heterodyne
measurement [20-22]. The heterodyne measurement can expand the applicability
of chiral SFG. First, it allows for distinguishing enantiomers from the sign of the
Im[x ] amplitude. It is advantageous over conventional intensity measurement to
detect small signals by amplifying weak signals with a local oscillator, while the
conventional measurement detects the square of the small amplitude. Therefore,
the heterodyne measurement allows for detecting the chiral signal in ordinary con-
ditions of electronically off-resonance without resort to electronic and vibrational
double resonance conditions.

In summary, the SFG spectroscopy is capable of detecting the signal of chiral
origin selectively by choosing proper combination of polarizations. The chiral
signal from isotropic bulk should be vanishingly small in electronically off-resonant
condition, but its intensity is remarkably enhanced in the electronically (near)
resonant condition. The chiral SFG signal from the surface is possibly allowed even
in the electronically off-resonant condition, which offers an intriguing possibility of
interface-specific chiral probe technique. The heterodyne measurement will greatly
expand the range of detection and application of chiral SFG spectroscopy.

8.3 Solutions to Problems

8.3.1 Guoy-Chapman Theory

[Problem 8.1] Using the above notations and the Poisson-Boltzmann equation,
derive the following formula of the electric field E,(0; z) in z < 0,

d®(z) SnkBT Zie®(2)
EZ(O;Z)2:( o ) an {exp( - )—1}. (8.5)
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In a case of Z : Z electrolyte solution (N; = 2, Z1 = —Z> = Z,n1 = ny = n),
show that Eq. (8.5) is simplified to be

E,(0;7) = _‘”25) - /32”]:3 Tn Gnh (if;?) . (8.6)

(Hint) Note that ®(z) is related to the charge density p(z) by the one-dimensional
Poisson equation,

d*® 4
dzf) =52, (8.7)

while p(z) is assumed to be given by the Boltzmann distribution of ions,

() = Z Zien; exp ( Z:;D;Z)) ) (8.8)

Coupled solution of Egs. (8.7) and (8.8) leads to Eq. (8.5).

Equations (8.7) and (8.8) are analytically solved as follows. d*®/dz* in Eq.(8.7)
is represented using £, = —d®/dz by

d*® d dE.d® dE. 1d ,
= — = E. = E

____E O; = - - — AN ’
dz2 220D =g T ae BT ek

using a functional relation of ® and z. Therefore, the equation to be solved is

1d , 4rg Zied
Ed_(I)EZ = —? Z,-eni exp| — ko T . (826)
. B
i=l

By integrating Eq. (8.26) from ® = 0to ¥ (or z = —oo to 2),

1 . 2 o _l . 2
E|Ez(o,z) —E, 07 = oo)}_zEZ(O,Z)

P

4n Ni Zied 4 — Zied
kpT =— kpTn; — -1,
> b mep(-22) | <2 >k o fen (<22 -1}

where the boundary condition E,(0; z — —oo) = 0 is used. The above relation
leads to Eq. (8.5).

In the case of Z : Z electrolyte solution, Eq.(8.5) is further simplified. By
assuming N; =2, Zy = —Zy = Z,n1 = ny = n, Eq. (8.5) becomes
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5, 8mkpT Zed Zed
E(0; 2) = "\ o7 + exp or _9

T Zed \ >
%n{Zsinh< ¢ )}

e 2kpT

and thus by taking the square root to obtain Eq. (8.6). The minus sign of Eq. (8.6)
is determined to satisfy the boundary condition, ®(z — —oo) = 0, since this
condition requires E, = —d®/dz < 0if &(z) > 0, 0or E, = —dd/dz > 0 if
P(z) <O.

8.3.2 Chiral x'® Components

[Problem 8.2] Suppose a chiral interface system of azimuthal Co, symmetry. What
relations are required among the six x ® elements of chiral origin in Eq. (8.19)?

For a system of Co, symmetry, the x ®) property should be invariant by arbitrary
rotation around the normal axis z. For example, if we rotate the coordinate system
by 90° around the z axis, the coordinates should change as

x—y, y = —x, 72—z

Therefore, the following three conditions should hold among the chiral components,

@ _ @)

x2 = @ __,® @ _ _,© 8.22)

_nyz7 szy - _Xyzxa szy - _Xzyx'
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Chapter 9 ®
Applications: Aqueous Interfaces Qe

Abstract This chapter presents recent applications of the computational SFG
analysis for aqueous interfaces. Aqueous interfaces are relevant to a variety of
fields in chemistry and engineering, and have been extensively investigated by
SFG spectroscopy. Nevertheless, their hydrogen-bonding network and complicated
vibrational coupling hinder simple intuitive interpretation of the observed spectra.
The aid of MD simulation to analyze the complicated SFG spectra is actually
quite powerful. This chapter introduces the results of analysis for various aqueous
interfaces led by the author’s group and others, including water, ice, electrolyte
aqueous solutions, water-oil and water-membrane interfaces.

Keywords O-H stretching - Vibrational coupling - Interface thickness - Ion
segregation - Electric double layer

Water and aqueous interfaces have been extensively studied by the SFG spec-
troscopy, and computational analysis of their SFG spectra has been particularly
developed [32, 36, 61, 76, 96]. Water has its characteristic three-dimensional
network structure of hydrogen bonds, and the hydrogen-bond structure gives rise
to a number of peculiar properties of liquid water [3, 39]. Therefore, it is an
intriguing issue to understand the hydrogen-bonding structure of water surface, and
to reveal the structural difference from that of bulk water and its implications [44].
The interface structure is of fundamental importance to interfacial properties and
heterogeneous reactions at water surface.

One important advantage of applying the SFG spectroscopy to aqueous interfaces
is the availability of the O—H stretching vibrational band. The O-H stretching band
in 3000-3800cm™~! region is fairly easy to measure technically by SFG spec-
troscopy, and its frequency and intensity are sensitive indicators of the hydrogen-
bond strength. Selective detection of the O—H stretching band of interfacial water
provides quite useful information on the interfacial structure of water.

On the other hand, SFG spectra of aqueous interfaces pose a challenge to
interpretation. The O-H stretching vibration of water involves various kinds of
vibrational couplings, both intramolecular and intermolecular, which complicate the

© Springer Nature Singapore Pte Ltd. 2018 219
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spectral assignment. Just as an example, two equivalent O—H vibrations of a single
isolated water molecule are coupled and split into symmetric and antisymmetric
vibrational modes, which have orthogonal transition dipole moments. Therefore,
the single water molecule exhibits two different directions of transition moments.
We could not determine the orientation of the molecule from the observed direction
of transition moment unless we know the character of the vibrational mode. In
condensed phase, the water O—H moieties are coupled by the hydrogen bonds,
and consequently the vibrational modes are delocalized among intermolecular O—H
moieties. Such delocalized vibrations are often beyond our intuitive understanding.
To properly assign the observed O—H vibrations in relation to the interface structure,
theoretical analysis is particularly required.

Here we summarize the current status of the theoretical analysis of SFG spectra
of water and aqueous interfaces. We discuss the surfaces of liquid water, ice, and
electrolyte solutions. Besides the air-aqueous interfaces, liquid/liquid (water/oil)
and water/monolayer interfaces are also treated. The knowledge described below
should be regarded as fundamentals for future progress. In this chapter, we discuss
the SFG spectra of O-H stretching region in the SSP polarization, the most
commonly employed geometry, unless otherwise noted.

9.1 Water Surface

The vibrational spectra of water surface have been computationally analyzed by
a number of researchers [4, 10, 13, 29, 52, 56, 57, 62, 73, 74, 80, 81, 103, 110].
Here we briefly show some basic information of water surface derived from the
computational analysis of the SFG spectra.

Historical perspective The SFG spectrum of water surface in the O-H stretching
region was first reported by Shen and co-workers [14], and subsequently studied
by other groups including Shultz and Richmond [88, 94] in the pioneer stage of
SFG spectroscopy. Since then the water surface is one of the most intensively
studied surfaces by SFG [9, 93]. The spectral shape has been shown in Fig. 1.1
in Chap. 1, which apparently consists of two bands, a sharp band at 3700 cm™~! and
a broad one at 3000~3600 cm™!. We note that the spectral lineshapes reported in
early period [14, 88, 94] were noticeably different from each other. This problem
of disagreement has been resolved by the progress of spectroscopy, and Fig. 1.1 is
currently considered to be the established intensity spectrum of liquid water in the
O-H stretching region.

First MD calculation of the water SFG spectrum was carried out by Morita and
Hynes on the basis of the energy representation in Sect.4.1 [57]. The calculated
SFG spectrum of water surface reproduced the two-band structure in the O-H
stretching region. The computation predicted the Im[x ®'] spectrum that the sharp
band at 3700 cm™! has a positive amplitude of Im[x ] while the broad band at
3000~3600 cm™! has a negative sign (see Figs. 8.2a and 9.1). As we have argued in
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Sect. 4.2, the sign of the Im[x®] spectrum in the SSP polarization is indicative
of the orientation of the transition dipole for the O-H stretching vibration. The
positive sign at 3700cm~! indicates upward O-H orientation with H pointing
to the vapor, while the negative sign at 3000~3600cm~! implies downward
O-H orientation. Subsequently the phase-sensitive or heterodyne-detected SFG
measurement confirmed the band shape of the Im[ X(z)] spectrum [40, 66, 105].!
The prediction of the Im[x ¥] spectral features is the first successful demonstration
of the computational analysis in the SFG spectroscopy.

Thickness of surface sensitivity One important and general concern in the SFG
spectroscopy is to find the depth of detection in the interface region. As we have
argued in Chap. 1, the SFG is sensitive to the interface where the inversion symmetry
is broken. The SFG-active region of interface may depend on the system in question.
In molecular liquids such as water, the broken symmetry arises from anisotropic
molecular orientation near the interface, whereas the bulk material has random and
isotropic orientation. The MD simulation is able to investigate molecular orientation
with varying depth, and thereby answer the question about the spatial origin of
surface sensitivity.

The detected depth by SFG spectroscopy can be readily examined with MD
simulation. As illustrated in Fig.9.1, we introduce a depth coordinate z which is
normal to the interface and that the interface is located at Z ~ 0. We tentatively
set a region at the surface z > ZreS and calculate a X(z) spectrum of the

=02
E
z>0 S
- z>-3A E,

-l z> -6A — 0
z>-9A %'{
E

-0.2

whole s .
0 0.5 3000 3500 4000
Density [g/cm?] Frequency [cm™! ]

Fig. 9.1 MD analysis of surface thickness in SFG spectroscopy. (Left panel a) density profile
of water surface as a function of Z in blue. The varying surface regions Z > z"" are shown with
orange bars. (Right panel b) convergence behavior of calculated Im[ x ®] spectrum with expanding
the interface region z > z™® [57]. (Reprinted from Ref. [57], Copyright 2012, with permission
from Elsevier)

IEarly phase-sensitive SFG experiments reported a positive tail of Im[x ] at around 3000 cm™!

region [40, 66, 105]. That feature is considered to be an artifact of phase calibration at present
[67, 114].
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system in that restricted region. This calculation is feasible by MD simulation. By
gradually lowering the threshold z"™* and expanding that region, we can observe
the convergence behavior of the calculated x ). Figure 9.1 shows the results of such
analysis. The figure tells us that the positive band at 3700 cm™! originates from the
region of Z > —3 A, since the band amplitude reaches the convergence up to the
region. This result evidences that this positive band at 3700 cm™! comes from the
top monolayer of the water surface, again supporting the free O—H exposed to the
air. On the other hand, the negative band at 3000~3600cm™! converges at about
2 > —9 A, indicating that the band of hydrogen-bonded O-H is attributed to a few
top monolayers of the water surface. This analysis confirms the remarkably acute
selectivity of SFG spectroscopy in the monolayer scale.

Analysis of hydrogen-bonded O-H band: The broad band at 3000~3600 cm™!
is attributed to hydrogen-bonded O—H, due to the substantial red shift of frequency.
However, further detailed assignment of this band has invoked a number of studies
and often confusions. As seen in the experimental SFG spectrum of water (left panel
of Fig. 1.1), this broad band appears to have two sub-bands, one at about 3200 cm™!
and the other at about 3400 cm™~!. The two sub-bands are often called “ice-like” and
“liquid-like” bands, respectively, in analogy with these spectra of the corresponding
bulk materials. The O—H band at 3200 cm™" is obviously seen in the infrared and
Raman spectra of ice [79], while the band at 3400 cm™! is seen in liquid water
[16]. However, the physical origin of these two sub-bands in the SFG spectrum is
still controversial. An intuitive understanding of the two sub-bands comes from the
picture that the water surface is a mixture of ice-like water and liquid-like water.
This idea of two-state mixture model has a long history in bulk water [16], though
there is no consensus to support this idea with microscopic investigation by MD
simulation or other means.

Bonn and co-workers proposed an alternative assignment of the two-band
structure that the two sub-bands are due to Fermi splitting of O-H stretching
vibrational states by the H-O-H bending overtone [98, 99]. Their argument is
supported by the experiment of H-D isotope dilution. By replacing H,O with HOD,
they observed that the two sub-bands merge into one. This implies that the two-band
structure should originates from vibrational coupling rather than the structure, since
the isotope dilution little affects on the structure of nuclei.

As we argued in the beginning of this chapter, a main challenge in analyzing O—
H vibration stems from extensive intra- and inter-molecular vibrational couplings,
which delocalize the O-H vibrations and complicates the relation to the molecular
orientation. To disentangle the O-H vibrations, the H-D isotope dilution offers
a useful means. The isotope dilution preserves the structure of nuclei, while it
effectively eliminates the intra- and inter-molecular couplings among nearby O-
H bonds. Therefore, the observed spectrum approaches that of assembly of isolated
O-H bonds in dilute conditions, and the ideal picture about the relation of O-H
orientation and Im[x ] in Sect. 4.2.1 becomes increasingly reliable in the spectral
analysis.
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The two sub-bands at 3200 and 3400 cm™~! are widely seen in the O—H bands
of a variety of aqueous systems, though they exhibits varying spectral lineshapes
and relative intensities. These O-H band shapes of various aqueous systems are
likely influenced by inhomogeneous species as well as vibrational couplings.
Previous time-resolved SFG measurements confirmed that the O-H band includes
comparable homogeneous and inhomogeneous widths[8, 25, 51]. Comprehensive
understanding of those band shapes is one of the principal aims of the further SFG
analysis of water surface.

Bend vibration Most SFG studies on water surface have dealt with the O-H
stretching vibrations. The O—H stretching vibration is easy to measure and provides
rich information on hydrogen-bonding environment, whereas the spectral analysis is
complicated. There are some attempts to analyze other modes of the SFG spectrum,
such as bend and libration [46, 60, 64, 75]. Here we discuss the bend mode in the
SFG spectrum of water.

The SFG measurement of the bend band was first carried out by Benderskii
and co-workers [108], and subsequently the heterodyne measurement of the bend
band was reported by Kundu et al. [47]. The measured Im[ x @ spectrum revealed
a positive band over the bend frequency region, though a previous simulation
by Nagata et al. had predicted a bipolar shape of the Im[x®] band [60]. The
qualitative disagreement between the simulation and experiment was elucidated
by further theoretical analysis [47], concluding that the bend band of SFG is
actually dominated by the x'@® term of bulk quadrupole origin discussed in Chap. 7.
The sign of Im[x®] in the bend region is therefore insensitive to the molecular
orientation at surface.

We note in passing that the role of quadrupole contribution on SFG spectra was
also found in benzene [45, 50], as discussed in Sect. 10.2. Systematic investigation
of the quadrupole effect on various systems is desired.

9.2 Ice Surface

The structure of ice surface has been drawing wide attention for more than a
century. Faraday suggested premelting of ice surface [15] below the freezing
temperature, and subsequently a number of experiments using optical, magnetic
or electrical means confirmed that the premelting layer is developed in several tens
of nanometers at about 7 2> —10°C [79]. The SFG spectroscopy is powerful to
selectively probe the microscopic hydrogen bonding environment at the ice surface.
The experimental SFG spectrum of ice Th basal surface is shown in Fig.9.2. We
notice the remarkably intense band at about 3200 cm ™! in the ice spectrum, much
stronger than that of the water spectrum. The intensity further augments with
lowering temperature [19, 113]. The origin of this remarkable band is understood
with the help of MD analysis.
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Fig. 9.2 (a, b) Schematic pictures of basal face of ice surface [71], where red and white symbols
denote oxygen and hydrogen, and the bilayers are labeled with B1, B2, ..., in order from the
topmost layer to the bulk. In the magnified picture (b), upward and downward hydrogens of
bilayer-stitching hydrogen bonds are colored in green and blue, respectively. (¢, d) Experimental
ice spectrum of SSP polarization at 232 K [113]. The inset (d) compares the ice and water spectra.
(Reprinted with permission from Ref. [113]. Copyright 2001 by American Physical Society)

The intense band and its temperature dependence of the ice surface were
reproduced by MD simulation [31, 35] using QM/MM calculation instead of the
classical polarizable MD simulation. These authors found that the band intensity at
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3200cm™! is substantially augmented by the charge transfer, and accordingly the
classical model that omits the charge transfer effect could not sufficiently reproduce
the remarkable intensity. The band intensity is sensitive to the local disorder of the
tetrahedral ice structure as well as the charge transfer. The ordered ice structure
facilitates delocalized O-H vibrations, which couple with the charge transfer and
augment the band intensity. The large temperature dependence of the band intensity
is elucidated with the sensitivity to the local disorder.

The intense band is mainly attributed to the bilayer-stitching O-H vibrations
between the first (B1) and second (B2) bilayers of the ice surface in Fig.9.2b.
By looking at the panel (b), one may think that the signals from the upward O-
H (green) and downward O-H (blue) vibrations should cancel each other in the
ideal ice lattice. However, the MD analysis showed that the upward and downward
O-H bonds between B1 and B2 layers are actually inequivalent because of more
structural disorder in the B1 bilayer than that in B2, and the broken symmetry near
the surface causes the strong SFG signal [71]. The larger disorder in the B1 layer is
indicative of the surface premelting in the atomic level, and the premelting develops
toward deeper bilayers with increasing temperature [92].

The above interpretation of the intense SFG band should be examined in
comparison with experimental measurement of the Im[x ®)] spectrum. However,
experimentally reported lineshapes of the Im[x®] spectrum are under serious
controversy at present [68, 71, 97], though those of the SFG intensity spectrum
agree. Otsuki et al. [71] and Smit et al. [97] reported a negative main band
of the Im[x®] spectrum, which is in accord with previous theoretical studies
[11,31,35, 112], whereas Nojima et al. [68] experimentally reported a positive band.
This problem of Im[x ] spectrum should be resolved to establish the spectrum.
There remain some important issues to be elucidated in relation to the SFG spectrum
of ice, including the proton ordering near the ice surface [68, 102, 112] and the
contribution of bulk signal in SFG [95, 112].

9.3 Electrolyte Solution Surfaces

Understanding of electrolyte aqueous solution surfaces has been remarkably
advanced in this century [43, 89, 115]. In early days of the twentieth century,
people believed that water surface is generally void of ions, on the basis of surface
tension measurements [21, 84] and the theory of dielectrics [70]. This picture
appears to be consistent to intuitive idea that ions prefer to be strongly hydrated
in the interior of bulk rather than to expose themselves to the air. This intuitive
picture was challenged in 2001 with MD simulation by Jungwirth and Tobias
[42]. They predicted that some anions, such as I™ or Br™, rather prefer to be
exposed to the air as shown in Fig.9.3. This prediction stimulated experimental
studies of electrolyte solution surfaces by various means, including SFG, SHG and
photoelectron spectroscopies [43, 72, 77]. The SFG spectroscopy played one of
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Fig. 9.3 MD snapshots (left) and density profiles (right) of NaX (X =F, Cl, Br, I) aqueous solution
surfaces [42]. (Reprinted with the permission from Ref. [42]. Copyright 2001 American Chemical
Society)

the leading roles to unveil the surface structures in combination with MD analysis
[18, 32, 36, 41]. Such studies became a prototype of close collaboration of SFG
experiment and MD simulation. Here we focus on the findings brought by the MD
analysis of SFG spectroscopy.
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9.3.1 Halide Ions: Surface Segregation

The MD simulation predicts the order of surface preference to be I~ > Br~ >
Cl™ > F7, indicating that larger anions (e.g. I™) exhibit surface preference while
smaller ones (F™) are buried into the bulk liquid (see Fig. 9.3). In response to the MD
prediction, SFG measurements of NaX (X=F, ClI~, Br™, I7) aqueous solutions
were carried out in 2004 by Liu et al. [49] and Raymond et al. [85]. While the
two groups reported analogous spectra of NaX solutions, their interpretations were
contradictory about the essential issue whether the observed SFG spectra support
the surface preference of I~ and Br™. This ambiguity clearly indicates the need of
MD analysis to draw definite interpretation from the SFG spectra.

The MD simulation of Nal solution predicts the surface preference of I, and
also reproduces the perturbed SFG spectrum of Nal solution from that of pure
water. The role of Nal on the spectral perturbation is manifested in the Im[x ]
spectrum more clearly than the intensity spectrum (~ | x )|?). Figure 9.4a shows the
Im[x @ spectrum of Nal solution [40], where the amplitude of Im[ X(z)] is shifted
to the positive direction compared to that of the pure water in 3100~3500cm™!,
and the perturbed Im[x ®] spectrum is well reproduced by the MD simulation in
Fig.9.4b [28].

Im[x®](SSP) Nal solution (¢) dipole correlation
lnoainoEnio0,0n Nal solution SSP (4z- Hz)
0+ ! I, water
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Fig. 9.4 (a) Experimental Im[x @7 (SSP) spectra of 2 M Nal solution (red) and pure water (black)
[40], (b) Calculated Im[x(z)] spectra [28] by Eq.(5.27), and (b’) the inset shows the self parts
by Eq. (5.27'). (¢) Dipole-dipole correlation schemes of I~ and water at surface. ; — i, (SSP)
cancels the Im[x @] amplitude, while i, — 11y (SPS) augments. (Reprinted with permission from
Ref. [40]; Copyright 2008 by American Physical Society. Reprinted with the permission from
Ref. [28]; Copyright 2007 American Chemical Society)
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Electric double layer The perturbation of electrolyte on the surface structure
and SFG spectra is generally understood by the electric double layer picture, as
illustrated in Fig.9.5. This idea was applied to the SFG analysis by Shultz and
co-workers [94], and has been widely utilized as a basic picture for qualitative
understanding of spectral perturbation. In the case of Nal solution, the I~ anion
comes closer to the surface than the Na™ cation, and thus these ions form an electric
double layer near the surface with an upward electric field (left panel of Fig.9.5).
Consequently the water molecules in the double layer orient their dipole upward,
which gives rise to the positive perturbation on the Im[yx ®] spectra. In fact, the
positive perturbation of Im[x ®'] was observed by experiment and MD simulation,
indicative of the surface preference of I~ more than Na™. On the other hand, if
cations comes closer to the surface than anions, a reverse electric double layer
should be formed and result in negative perturbation on Im[x ] (right panel).
We will see such examples in other electrolyte solutions, including HCI solution
[26, 36].

This fundamental picture of spectral perturbation is widely valid for electrolyte
solution surfaces, since the electric double layer is generally formed at electrified
interfaces. Previous MD studies have shown that even a small charge separation
of ions causes sensitive perturbation on the SFG spectra [23, 38]. We occasionally
encounter SFG spectra of electrolyte solutions which are not readily interpreted with
this picture. Such exceptional cases offer further specific insight into the spectra and
structure, as we find some examples below.
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Validity of x® =~ N -«®: In the above paragraph we argued that the positive
perturbation of Im[x(z)] is indicative of the surface preference of I~ more than
Na™. When we evaluate the perturbation on the spectral amplitude quantitatively,
further insight is obtained into the mechanism of SFG spectra for electrolyte solution
surfaces. The amplitude of x @ is conventionally presented with Eq. (3.41),

N
2 2 (2)
Xéq)r Zal pqr — Xpgrs (3.41)
=1

on the basis of an assumption that the nonlinear susceptibility x® is the sum of
hyperpolarizabilities a® of constituent molecules. Equation (3.41) implies that
x@ is governed by two factors, number density N and orientational order a®.
The electric double layer orients the Water molecules as illustrated in Fig. 9.5, and

thus enhances the orientational average a! pq, This interpretation is qualitatively in
accord with the above picture of electric double layer.

However, the actual enhancement of the x ®) amplitude is significantly smaller
than that predicted by Eq.(3.41) in the SSP polarization. x® is expressed by
Eq. (5.27),

iwy [ .
Xor™ @ n, 0m) = /O dt (Act, (VM (O)) expicoar), (5.27)
where
N N
Acitpg (1) = ) et pg (1) Mo (0) = Y prefr - (m, 0). (5.28)

=1 m=1

On the other hand, Eq. (3.41) represents the x ® as the sum of molecular hyperpo-

larizabilities al(z), and accordingly corresponds to

N 0

2 la)2 .

X}()é)rres(Q,whwz)%Za;’;qr ZkBT / dt (tet, pg (1, ) pretr, (1, 0)) expliant)
=1

(5.27)

in the form of time correlation function. We notice that Eq. (5.27") includes only the
self correlation (I = m) of Eq.(5.27). Equation (5.27") should be regarded as an
approximation of Eq. (5.27) by omitting the intermolecular correlation (I # m).
The calculated Im[x ] spectra of Nal solution by Egs. (5.27) and (5.27') are
compared in panels (b) and (b) of Fig.9.4, respectively. The perturbation of Nal
(red lines) from pure water (black) exhibits noticeable differences in the two panels.
The self correlation of Im[ x ®] spectrum in panel (b’) exhibits a remarkable positive
amplitude (red line), because of the orientational order of water molecules induced
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by the electric double layer. However, the Im[x®] amplitude of Nal (red line)
in panel (b) shows a rather modest perturbation to the positive direction. The
difference between (b) and (b") indicates that Eq. (5.27’) or Eq. (3.41) overestimates
the positive perturbation on x®. The deviation is obviously attributed to the cross
correlation among neighbor molecules (I # m) in Eq. (5.27). The cross correlation is
illustrated in Fig. 9.4c in the case of SSP polarization, where the z-component dipole
is relevant through the xy(i)z element (see Eq. (3.49)). In the Nal solution surface,
the induced z-component dipoles of different molecules tend to correlate anti-
parallel, which thereby suppresses the total amplitude of dipole. This correlation
effect becomes obvious in SFG spectra including surface-active and very polarizable
species, such as I™.

SPS polarization The SPS spectra of aqueous systems could provide comple-
mentary information to the SSP spectra. However, the SPS spectra have been less
explored than SSP, because the signal intensity is generally weak and the analysis
is less intuitive. The SPS spectra are associated to the X;%; element, which involves
the y-component dipole. Since the relevant dipole is parallel to the interface, the
mechanism of SPS spectra is not interpreted in terms of up/down dipole orientation
of surface species. To understand the SPS spectra even in qualitative sense, the MD
analysis is often required.

In the SPS polarization, the correlation effect discussed above has an opposite
influence on the x® amplitude, as illustrated in Fig.9.4c. In contrast to the z-
component dipole in SSP, the induced y-component dipoles in SPS tend to correlate
parallel in the electric double layer and thus enhance the total x® amplitude
for the SPS polarization. The constructive effect of dipole correlation in the SPS
case has been demonstrated by MD calculation and consistently elucidated the
experimental spectrum [28]. The SPS spectrum of Nal solution provides another
decisive evidence for the electric double layer formation by Na™ and ™.

9.3.2 Buried Ions: F~, SOi_

In contrast to the ions in the preceding subsection, some other ions are repelled from
the water surface and buried, in accord with the traditional picture of interfacial ions.
MD simulation predicts that F~ and SOi_ are typical examples of such buried ions.
One may expect that such buried electrolytes little perturb the surface structure,
since these ions do not penetrate into the topmost layer. Yet the SFG spectroscopy
can report perturbed SFG spectra for some of these electrolyte solutions, which
implies the water surface is still perturbed by the ions. The mechanism of spectral
perturbation and surface structure are elucidated with the help of MD analysis.
Figure 9.6a shows the computational [23] and experimental [17, 49] SFG spectra
of NaF and Na;SQ4 solutions. We find that the NaF (blue) and Na;SO,4 (red)
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Fig. 9.6 (a) SFG spectra of 0.016 mole fraction (=0.9M) NaF (blue) and 1M Na;SO4 (red)
solutions in comparison with that of pure water (black). Upper panels are calculated results [23],
while lower panels are experimental [17, 49]. (b) Density profiles of ions and water along the depth
coordinate Z. The density of each species is normalized with that in the bulk. (¢) (cos§) profiles
of water orientation for pure water (gray), Na;SO4 (red) and NaF solutions (blue). The definition
of the tilt angle 0 is illustrated in the inset. (Reprinted with the permission from Refs. [17, 23, 49].
Copyright 2012, 2004, 2005 American Chemical Society)

solution spectra are noticeably different. NaF little perturbs the SFG spectrum of
neat water (black), whereas NapSO4 obviously enhances the SFG intensity. These
differences illustrate that specific effects on the surface are present among such
buried ions. The reason of the spectral difference is understood as follows.
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Panels (b) and (c) show the calculated density profiles and water orientation,
respectively, of the NaF and Na;SOy4 solution surfaces. The density profiles in
(b) confirm that all the present ions of Nat, F~ and SOi_ are repelled from
the topmost layer of the surface. By comparing the density profiles of NaF and
Na;SOy4 solutions in panel (b), we find that the NaF solution (left) exhibits almost
overlapping profiles of Na™ and F~ ions, whereas the NaySO, solution (right)
shows slight but significant difference in the Na* and SOZ_ profiles. In the Na;SO4
solution, SOZ_ is more repelled from the surface than Na™, arguably because SOi_
is a divalent ion. Consequently, charge separation between Na™ and SOﬁ_ generates
an electric double layer in a deep region by a few monolayers from the surface
(¢~ —=5A).

The effect of electric double layer in the Na;SO4 solution is manifested in the
orientational profile of water in panel (c). This panel displays the (cos 6) profile as
a function of the depth coordinate z, where 6 is the tilt angle of the water dipole
from the surface normal. Near the Gibbs dividing surface of water (Z ~ 0 A), all
the (cos 6) profiles of pure water (black), Na;SO4 solution (red), and NaF solution
(blue) show negative and nearly identical shapes. This feature means that the water
orientation of the top layer is little perturbed by the buried ions. However, we see a
negative (cos 0) region in a deeper region Z &~ —5 ~ —10 A for the NaSO4 solution
(red dashed). This feature is a consequence of the electric double layer of Na™ and
SOZ_ formed in that region. Further MD analysis confirmed that the enhanced SFG
intensity in the Na;SO4 solution originates from the perturbed water orientation of
the negative (cos #) in that deep region, and the perturbed Im[x ®'] band of NaySO4
solution was confirmed by the heterodyne detected SFG measurement [107].

In summary, the SFG signals of water originate from the surface region where
the isotropic orientation is broken, and the electric double layer formation of
electrolytes is a typical cause to perturb the water orientation. The above cases
of NaF and Na;SO4 solutions exemplify that the SFG spectroscopy is sensitive to
the perturbed water orientation induced by slight charge separation, even when the
charge separation arises from a somewhat deep region from the topmost layer. The
perturbed SFG spectra of electrolyte solutions may reflect the structural change in a
deeper region than the topmost layer of the water surface.

9.3.3 Acid

In the surface of acid solutions, the excess hydronium (H3OT) cations preferentially
reside on the topmost surface of water. This microscopic behavior was predicted
by MD simulation [58, 78]. It has been long known experimentally that the
surface tension of acid solutions becomes smaller than that of neat water [84],
implying a positive surface excess from the thermodynamic view. The relation to
the microscopic surface structure of acid solutions and their SFG spectra is analyzed
in the following.
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Fig. 9.7 SFG spectra and orientation for acid solution surfaces. (a) calculated SFG spectra of pure
water (black), 1.1 M HCI (blue) and 1.1M HI (red) [26]. The inset shows the experimental spectra
by Mucha et al. [58]. (b) (cos 8) profile of water orientation. (Reprinted with the permission from
Refs. [26, 58]. Copyright 2007, 2005 American Chemical Society)

HCI, HI (strong acid) solution surfaces Figure 9.7 displays the calculated and
experimental SFG spectra of strong acid solutions, HCI and HI [26, 58].> The SFG
spectra of acid solutions are generally characterized with two features: (i) reduced
intensity of the free O—H band at about 3700 cm™' and (ii) enhanced intensity of
hydrogen-bonding O—H, particularly in 3200cm™! region. These characters are
consistently elucidated by the MD analysis of SFG spectra.

(i) The amplitude of the free O—H band is reduced in the acid solutions,
essentially because the H;0™ covers the water surface and decreases the density
of free O—H at the topmost layer. (ii) The increased intensity of hydrogen-bonding
O-H band is understood from the electric double layer picture. As illustrated in
the right panel of Fig. 9.5, the H30™ layer at the topmost surface and the counter
anions located below form an electric double layer. The double layer orients the
water molecules toward the bulk liquid, resulting in negative perturbation on (cos 8).
This pertubation augments the negative (cos 8) at water surface, since the pure water
surface has intrinsic negative (cos) orientation at the top layer 2 = —3 ~ 0 A
(see right panel of Fig.9.7). Therefore, the enhanced water orientation of negative
(cos #) by the acid perturbation augments the negative Im[x ®'] amplitude and the
SFG intensity in the hydrogen-bonded O-H frequency region.

H>S0y4 solution surface Sulfuric acid solution surface is relevant to heterogeneous
atmospheric chemistry, as it is the main chemical component of sulfate aerosols,
ubiquitously present in troposphere and stratosphere. The SFG measurement of
sulfuric acid solution was performed in early stage of SFG spectroscopy [2, 83].
The observed spectra showed that the SFG intensity decreases in concentrated

2Note that the present MD simulation employed the point polarizable model [27] instead of CRK.
Therefore, the spectra and structure may not coincide with those of the CRK model in other parts.
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solutions (mole fraction x 2 0.2) and the whole O-H band eventually vanishes with
increasing x. This behavior posed confusing interpretations for the surface structure.

This system poses an additional challenge in interpretation besides the strong
acid solutions discussed above. Sulfuric acid undergoes two-step ionization:

pKa, _ pKa,

H,S04 HSO; S0%~. ©.1)

The first ionization is considered to be strong enough (pKa; <« 0), whereas the
second ionization (pKa, =~ 1.9 [20]) is not as strong as the first one. In such cases
that the acid dissociation is not complete, the local composition of the ion species
at the interface could be different from that in the bulk, since the interface is a less
polar environment than the bulk. The ion dissociation at interface may be sensitive
to the depth or other conditions, and coupled to the interface structure and SFG
spectra. These uncertainties make such surfaces challenging to understand. The
collaboration of SFG spectra and MD analysis can provide valuable information
on the surface structure and ion composition.

Since we could not determine the local ion composition a priori, we assumed
typical cases (a—c) about acid dissociation (9.1), where

(a) Same pKa;j in Eq.(9.1) holds for surface as well, (HSO, dominant, SOif
present)

(b) Second ionization is suppressed at surface (pKa > 0), (no SO?[)

(c) First ionization is also suppressed (pKaj >> 0), (only neutral HySO4)

and predicted the SFG spectra in each case by MD simulation. Figure 9.8 displays
the MD results in comparison with the experiments [2, 33] to see whether the
experimental features in O-H and S—O bands are consistently reproduced by MD
predictions. We first find that case (a) would lead to excessively strong hydrogen
bonding O-H signal, arguably because the presence of divalent anions (SO?[)
too much augments the electric double layer. Therefore, case (a) is not likely to
be the proper case. On the other hand, case (c) shows the main S—-O band at
1150cm™! in the SSP spectrum, which is assigned to the neutral H,SOg4, while
the experimental main S—O band as well as cases (a) and (b) arises at 1050 cm~!
from HSO, . Therefore, case (c) is not the proper case either. The combination of
SFG measurement and MD simulation thereby conclude that the first dissociation is
facile at the surface, whereas the second dissociation to form SOi_ is substantially
more suppressed at the surface than in the bulk [30, 33, 53].

9.3.4 Base

The surface preference of hydroxide (OH™) anion remains a controversial and active
issue both theoretically and experimentally [1]. Previous MD simulation studies
reported different conclusions about its surface preference, which arguably depend
on the methods and conditions. Direct experimental measurement of surface OH™
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Fig. 9.8 Predicted SFG spectra of O-H and S-O bands of 0.2x sulfuric acid solution in
comparison with experimental ones (top panels [2, 33]). In O-H spectra (center column),
blue symbols refer to sulfuric acid solution, and black ones for pure water. In S—-O spec-
tra (right coloumn), SSP (purple) and SPS (red) combinations are displayed. MD calcu-
lations were performed in each case of three assumptions (a)-(c) about local acid disso-
ciation, discussed in the text. Shadowed panels show obviously inconsistent spectra with
experiments. (Reproduced from Ref. [33] with permission from the PCCP Owner Societies.
Reprinted with the permission from Ref. [2]; Copyright 1997 American Chemical Society.)
() Top right panel shows experimental S—O spectra for 0.29x solution

species is also challenging. What information can be extracted from the SFG spectra
of basic solutions [104, 106]? Here we summarize the implications drawn from the
MD analysis of the Im[x ®] spectrum.
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Fig. 9.9 (Left) calculated and experimental Im[X<2)] spectra of pure water (black) and 1.2M
NaOH solution (red). Both MD calculation [24] and experiment [106] show the opposite
perturbations on the Im[x '] amplitude at about 3400 and 3100 cm™! regions. (Right) illustration
of the first solvation shell of OH™ and the electric double layer. (Reprinted with the permission
from Refs. [24, 106]. Copyright 2014, 2008 American Chemical Society)

Figure 9.9 displays the calculated and experimental Im[x®] spectrum of
NaOH solution in comparison with that of neat water. The Im[ x(z)] spectrum of
NaOH solution shows remarkable features of perturbation. The Im[ X(z)] band at
3300-3600 cm ™! shifts to the positive direction, whereas the Im[ x 1 band at 3000~
3200cm™! to negative [106]. These opposite perturbations in different frequency
regions are not interpreted with the electric double layer picture, and imply some
other mechanism beyond the double layer picture.

The MD simulation of NaOH solution reproduces the opposite perturbations,
and elucidates the whole mechanisms by analyzing the perturbed spectrum [24].
To summarize the mechanisms, the electric double layer formed between OH™ and
Na™ brings the positive perturbation to the main O-H stretching band at 3300
3600 cm™!, since OH™ comes slightly closer to the surface than Nat. On the other
hand, the negative perturbation at 3000-3200 cm ™! originates from the water in the
first solvation shell (FSS) of OH™, as we discuss below.

This contribution of FSS is general in the electrolyte solutions, and we briefly
explain the mechanism in Fig. 9.10. In a case of an anion, the FSS includes water
molecules that orient their dipoles toward the anion, as illustrated in panel (a),
and consequently the upward and downward orientations co-exist in the whole
FSS. When the ions with their FSS are distributed in the surface region (panel
(b)), the net contribution of the topmost, downward contribution remains while the
other contributions cancel each other. This mechanism is common with the x'QB
mechanism of the quadrupole contribution in Chap.7 (see detailed discussion in
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Fig. 9.10 (a) Illustration of the first solvation shell (FSS, green) around an anion OH™. (b)
Distributed ions with FSS in the surface region. (¢) Net dipole orientation generated from the
FSS water [24]. One may consider that the topmost, downward orientation remains while the other
contributions cancel. Alternatively, if one considers a FSS as a quadrupole of opposite dipoles, the
net downward contribution emerges at an arbitrary threshold Zypres

Appendix A.1).> We note that the FSS is regarded to form a quadrupole with a pair
of opposite dipoles.

The mechanism of FSS is clearly manifested in OH™, since the FSS component
appears in a particularly low-frequency region at 3000-3200 cm™! and is separated
from the main O-H band. From the above discussion, we can readily understand
that the FSS of anions have generally negative Im[x ] contributions while the FSS
of cations have positive Im[ X(z)] contribution. The feature of the FSS evidences
that the OH™ anions retain the first solvation shell and do not preferentially expose
themselves at the surface.

9.4 Oil/Water Interfaces

Oil/water interfaces are relevant to various phenomena, such as micelle formation,
extraction, membrane transport, sensors, and phase transfer catalysis. Microscopic
understanding of oil/water interfaces has been pursued with various experimental

30ne may wonder that the net dipole in the FSS cancel and thus no signal is generated. Even though
one considers the FSS of an ion as a quadrupole consisting of opposite dipoles, as illustrated
in Fig.9.10b, the net negative contribution still remains at an arbitrary threshold Zgpres. This
mechanism is same with the x'@® term of the quadrupole contribution in Appendix A.1.
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Fig. 9.11 (a) Experimental SFG spectra of neat water/vapor (black), water/CCly (blue) and
water/1,2-dichloroethane (DCE, red) interfaces [55, 109, 111]. (b) Calculated Im[x®] spectra
of the three interfaces [34]. (c¢) Illustration of free O—H at water/DCE interface. (d) Calculated
Im[x @] spectra by restricting the water molecules having free O—H bonds at the interfaces. The
free O—H band at CCly/water is little perturbed, while that at DCE/water interface is more red
shifted and broadened. (Reprinted with the permission from Ref. [34]. Copyright 2012 American
Chemical Society)

techniques [48, 55] as well as MD simulation [5, 6, 12, 82]. A main challenge of
investigating oil/water interfaces lies in difficulties of selective detection of inter-
facial molecules with sufficient spatial resolution. The interface-sensitive nonlinear
spectroscopy is able to probe buried oil/water interfaces with excellent selectivity
as long as it is accessible by light. The SHG was applied to reveal detailed
polarity environment in the vicinity of the liquid-liquid interfaces [100, 101]. The
collaboration of vibrational SFG spectroscopy and MD analysis is powerful to reveal
the details of the oil/water interfaces.

Typical and fundamental examples of oil/water interfaces were studied by
Richmond and co-workers [55, 109, 111]. Figure 9.11a shows the SFG spectra of
carbon tetrachloride (CCly)/water and 1,2-dichloroethane (DCE)/water interfaces
in comparison to that of air/water interface. We find that the CCly/water spectrum
retains the two-band structure that resembles air/water, while the spectrum of
DCE/water interface becomes structureless and weaker. The apparent spectral
difference may allow various interpretations. The MD analysis can clarify the
interpretation of the spectra in relation to the structure of oil/water interfaces.
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The MD simulation of the SFG spectra was performed [34], which well
reproduced the distinct SFG spectra of CCly/water and DCE/water interfaces.
The MD simulation allows for direction observation of interfacial water structure.
However, the MD showed rather similar structure of interfacial water at CCly and
DCE in terms of the density profile or orientation of water molecules, irrespective
of the apparently distinct SFG spectra reproduced. The mechanism of the noticeable
spectral differences becomes clearer in the calculated Im[x ®] spectra in Fig. 9.11b.
Comparing the Im[x ®] spectra of the two oil/water interfaces, we find that the
spectra in the H-bonding region below 3600 cm™' not much different, which is
consistent to the direct MD observation that the density and orientation of surface
water are analogous at CCly/water and DCE/water interfaces. However, we find that
the free O—H band in 3600-3700 cm™" is particularly suppressed in the DCE/water
interface.

The perturbation on the free O—H band is understood in the following manner.
The free O-H of water at oil/water interface actually interacts with adjacent oil
molecules, as illustrated in Fig.9.11c. The “free” O-H at DCE/water interface is
more perturbed than that at CCly/water because of larger polarity of DCE than
CCly. As a consequence, the positive Im[x ®] band of “free” O—H is substantially
red shifted and broadened for the DCE/water interface, as evidenced in Fig.9.11d.
The red-shifted free O—H band of DCE/water interface overlaps with the negative
Im[ x @] band of the H-bonding O—H, and cancel the intensity. The apparent spectral
difference between CCly/water and DCE/water interfaces is attributed to the local
interaction of water and oil molecules at the interfaces, rather than qualitatively
distinct structure of molecular orientation.

9.5 Water at Monolayers

Amphiphilic molecules tend to form various self assembled structures in/on water,
such as Langmuir monolayer, micelle and lipid bilayers. Such structures generally
include interfaces of water and amphiphilic molecules, and their interfaces govern
the stability of these structures. The interfaces of phospholipid membranes have
been drawing particular attention by SFG spectroscopy [41], as the lipid membranes
define the boundary of cells, control mass transport, and thereby play vital roles of
living functions [7, 63]. A number of MD studies in relation to the SFG spectroscopy
have been performed to aim at selective detection and understanding of water struc-
ture in contact with those amphiphilic monolayers [37, 38, 59, 69, 86, 87, 90, 91].
One of the basic concepts of the water structure is the flip-flop model of water
orientation in Fig. 9.12. The orientational structure of water molecules is determined
by the net charges of the monolayer molecules. When the monolayer molecules are
negatively charged, such as sodium dodecyl sulfate (SDS, C12H,5S0, - Na™), the
water molecules take upward orientation and leads to positive Im[ x ®’] band. On the
other hand, if the monolayer is positively charged, such as cetyltrimethylammonium
bromide (CTAB, Ci¢H33N*1(CH3)3 - Br), the water takes downward orientation



240 9 Applications: Aqueous Interfaces

T
NG
~5
I
N
/
s
o
%
f o

E;
CTAB
T T T T
S 4
2
] Im[%( )]
2 —
0
L 1
- | l LT -4 A |
2800 3000 3200 3400 3600 2800 3000 3200 3400 3600
w, [em™ w, /em™t

Fig. 9.12 Water structure near negatively and positively charged monolayer. The O—H band of
Im[x ®] spectrum changes its sign [65]. (Reprinted with permission from Ref. [65]. Copyright
2009, American Institute of Physics)

and shows negative Im[ x @] band. The reversal of the Im[ X 1 band of water O-H
stretching is experimentally verified in Fig. 9.12 [65]. We notice that this mechanism
is essentially common with the electric double layer picture in Fig. 9.5.

In a case that the amphiphilic molecules are neutral, the SFG spectra of water
interface are not amenable to the simple flip-flop model. Biological membranes
include various neutral but zwitterionic phospholipid molecules, such as phos-
phatidylcholine (POPC) and dipalmitoylphosphatidylcholine (DPPC). Figure 9.13
displays an illustration of the water/POPC interface (left panel) and the experimental
[54] and calculated [37] Im[ x(z)] spectra (right). The polar head group of POPC
includes a positively charged choline (—N*(CH3)3) and a negatively charged
phosphate (—POy, ), which form a zwitterionic molecule. The experimental Im[ x @)
spectrum of the water/POPC interface shows a positive main band at 3300 cm™!
and a positive minor band at 3580cm~!. Another, related experimental Im[x ]
spectrum of water/DPPC also shows a quite similar lineshape [22]. The MD analysis
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Fig. 9.13 (Left) Illustration of water/phosphatidylcholine (POPC) interface, where the polar head
group of POPC is classified to choline (N, red), phosphate (P, blue) and ester oxygen (O, green).
(Right) Experimental [54] (orange) and calculated [37] (black) Im[ x @1 spectra of water/POPC
interface. Experimental spectrum of water/DPPC (open circles) [22] is also shown. (Reprinted with
the permission from Refs. [37, 54]; Copyright 2012, 2016 American Chemical Society. Reproduced
from Ref. [22] by permission of John Wiley & Sons Ltd)

revealed that the main positive band at 3300 cm™! is assigned to the water molecules
between the choline and phosphate groups, labeled “NP”. The positive sign of this
“NP” band is understood from the electric double layer of the charged groups. The
minor band at 3580cm™! is attributed to the water molecules penetrating to the
ester group, labeled “NPO”. This O-H band is located in a higher frequency region
due to weaker hydrogen-bonding environment. The water molecules attached to the
choline group, labeled “N”, do not show up clearly in the Im[x ] spectrum, but
they contribute to the dip between the two positive bands.
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Chapter 10 ®
Applications: Organic Interfaces oo

Abstract Interfaces of organic species offer enormous opportunities to be studied
by SFG spectroscopy. In this chapter we introduce recent advances of computational
analysis of SFG in the organic interfaces. Here we mainly deal with the C—
H vibrations, as they are ubiquitously seen in organic species and have been
most widely investigated by the SFG spectroscopy to date. We discuss molecular
modeling of organic species, and then unified assignment method of alkyl C-
H stretching of SFG spectra in comparison with IR and Raman spectra. Related
topics revealed by the SFG analysis are also discussed, including SFG from
centrosymmetric molecules, quadrupole contribution, and polarization analysis of
molecular orientation.

Keywords C-H stretching - Alkyl groups - Polarization analysis

Interfaces of organic molecules include surfaces of various organic solvents, films
and polymers. These interfaces are relevant to many applications, such as mem-
branes, batteries, adhesion, wetting, tribology, etc. The organic interfaces are often
buried to form liquid-liquid or solid-liquid interfaces. The SFG spectroscopy has
large potential to selectively investigate various chemical species and their structure
at those interfaces. Among various vibrational bands of organic molecules, the C—H
stretching vibrations have been most intensively measured by SFG spectroscopy to
date, since the first vibrational SFG measurement in 1987 [14]. This is because the
C-H stretching vibrations show generally strong intensity and are technically easy
to measure, in addition to that they are ubiquitously included in organic species.
Besides the C-H stretching, other vibrations have been investigated, such as C=0
and C = N stretching bands, by SFG spectroscopy [3, 20, 27, 30, 33, 37, 40].

The SFG spectra of organic interfaces have their own challenge to theoretical
analysis, which is different from that of O-H band of aqueous systems in Chap.9.
First, the organic interfaces include variety of chemical species and vibrations,
and the theoretical analysis has to accurately describe these variety of species
and interfaces. Reliability of MD calculations capable of reproducing the various
SFG spectra is an integral requisite of the theoretical analysis. This requirement is
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essentially an issue of molecular modeling for the SFG calculations, and the general
theory of polarization in Chap. 6 is particularly valuable for this requirement.
Second, even the C—H bands of organic species are actually quite complicated and
challenging to the analysis of SFG spectra. General formulas of C—H vibrations in
the SFG spectroscopy have been proposed by Hirose and co-workers in early SFG
theory [11, 12], and sophisticated by Wang and co-workers [7, 32]. These formulas
are useful to characterize the SFG signals of the C—H band in various polarizations.
A remaining issue in the theoretical analysis is to advance the MD simulation toward
reproducing and even predicting the observed SFG spectra of organic interfaces.

The MD analysis aims at elucidating observed SFG spectra of various species
using realistic molecular properties of constituent species. Theoretical analysis of
organic SFG spectra has been relatively less developed in comparison to those
of aqueous systems at present. The reliable theoretical support is definitely called
for in practical interpretation of SFG spectra of organic species, particularly when
examples of related infrared or Raman vibrational spectra do not offer a useful
clue to help understanding the spectral features of SFG. This chapter summarizes
the basis of theoretical SFG analysis of organic interfaces with the help of MD
simulation.

10.1 C-H Bands of Alkyl Groups

The C—H vibrational band of alkyl groups appears in 2800-3000 cm™~! range, and
has been one of the most common targets in the SFG measurement to date, as
well as the O-H band of aqueous systems. The C—H band is ubiquitous in organic
molecules, and its band shapes offer detailed information on the interface. Precise
theoretical analysis of the C—H band is particularly beneficial to the application of
SFG spectroscopy.

10.1.1 C-H Modes

Conventional assignment of the C—H band is performed in comparison with the
infrared and Raman spectra of the corresponding C—H vibrations. The components
in the C-H band are usually assigned with the notations in Fig. 10.1. In a methyl
(CH3-) group, the symmetric and asymmetric C—H vibrations are labeled with r™
and r~, respectively. The asymmetric vibration consists of two modes, classified
into in-plane (rp) and out-of-plane (rgp) modes. In a methylene (-CH»—) group,
the symmetric and asymmetric C-H vibrations are labeled with d* and d~,
respectively. These C-H stretching modes are generally close to the overtone or
combination of bending modes, and thus often split by the Fermi resonance. The
satellite modes of the Fermi resonace are labeled with FR, such as rl;fR and d;R.
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Methyl (CH;-) Methylene (-CH,-)
b} rt Iip o] d" d-

Fig. 10.1 C-H stretching modes of methyl (+, rpp, rop) and methylene (d, d~) groups

The C—H band of alkyl groups is complicated to interpret, essentially because
that frequency range is congested with a number of overlapping components, i.e.

(a) different functional groups, such as methyl (CH3—) and methylene (—CH»-).

(b) different modes, such as symmetric and asymmetric stretching. These modes
are often split by the Fermi resonance.

(c) different conformers, such as trans and gauche of alkyl chains.

One principal aim of the theoretical analysis is to disentangle the observed/calculated
C-H band into these components and to establish the spectral assignment. The
computational SFG analysis of C—H vibrations has been developed toward that aim.
We briefly summarize the insight from the computational analysis below, in the case
of C—H bands of methanol and ethanol, two smallest alcohols including methyl and
methylene groups. Application to the species with longer alkyl chains is in progress.

10.1.2 Modeling of C-H

First we briefly discuss the importance of molecular modeling, as it is a critical
factor of the SFG analysis. The computational SFG analysis requires two aspects
of molecular modeling, (i) force field and (ii) polarization properties. The former
requirement (i) is commonly relevant to all MD simulations, while the latter (ii) is
specific to the SFG calculation. The charge response kernel (CRK) theory in Chap. 6
allows for general description of the (ii) polarization properties with retaining its
ab initio quality. The universal modeling method is useful to the C—H vibrations
as well.

A remaining challenge lies in the modeling of (i) force field of C—H stretching,
particularly the intramolecular force field. The most challenging issue is to incor-
porate the Fermi resonance, since the Fermi resonance is essentially a quantum
mechanical phenomenon and not straightforwardly compatible with classical MD
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simulation.! Full quantum molecular dynamics to allow for resonances is not
feasible in most cases of condense phase simulation. One practical solution of
this problem is to exploit the quantum-classical analogy of resonance phenomena
[16]. Both classical and quantum mechanics can describe resonance phenomena
of vibrations in a qualitatively analogous manner, that an anharmonic coupling
Hamiltonian brings about significant mode mixing of nearly degenerate fundamen-
tal and overtone. However, the classical and quantum mechanics do not result in
the same extent of resonance mode mixing [16]. Therefore, one can reasonably
reproduce or mimic the Fermi resonance in the classical mechanics by using an
effective coupling Hamiltonian including a quantum correction, so that the results
of the resonance mixing by the classical mechanics are in accord with those by
the quantum mechanics. This treatment of quantum correction is valid as long as we
reproduce the features of Fermi resonance in the vibrational spectra by classical MD
simulation. The following analysis of the Fermi resonance is based on the treatment.

10.1.3 Methanol C-H Vibrations

Methanol is the smallest alcohol containing only one methyl group, and the
vibrational spectra of C—H band have been experimentally studied by SFG as well as
infrared and Raman. The SFG spectrum in SSP polarization shows two components
of C—H band in Fig. 10.2a, a major low-frequency one at ~2830 cm™"' and a minor
high-frequency one at ~2950 cm™~!. It is noteworthy that similar two-band structure
of the C—H band is also seen in the infrared and Raman spectra of liquid methanol
as well, and the assignment of the structure has been argued to date [2, 4, 24, 29].
The widely accepted assignment of the two-band structure is distinct between the
infrared and Raman spectra. The two bands in the IR spectrum are mostly assigned
to the symmetric and asymmetric C-H stretching modes [2], whereas those in
the Raman spectrum to the symmetric C—H stretching and the counterpart of its
Fermi resonance [24, 29]. The different assignments of infrared and Raman spectra
brought about confusion in the assignment of the SFG spectrum. This is a typical
example that straightforward analogy to infrared or Raman spectra is not useful to
interpret SFG spectra.

Band structure The MD analysis provides definite assignment of the SFG spec-
trum on a common basis to the infrared and Raman spectra, with also elucidating
differences among three vibrational spectroscopies [16, 17]. The basic picture of
vibrational levels of methanol is summarized in Fig. 10.2b. The C-H symmetric
stretching of methyl v interact with bending overtone 2vs and is split by the Fermi
resonance, while the C—H asymmetric stretching vy, vy overlap with the higher-
frequency component of the Fermi splitting in the frequency domain. This scheme
is common among the three vibrational spectroscopies in the case of methanol.

IThe validity of classical mechanics to treat vibrational dynamics of molecules is based on the
equivalence of quantum and classical descriptions of harmonic oscillators [1]. The Fermi resonance
that stems from anharmonic coupling is essentially beyond the classical mechanics.
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Fig. 10.2 (a) Calculated SFG intensity spectrum of liquid methanol surface [17], while the inset
shows the experimental spectrum [24]. (b) Energy levels of C-H stretching modes of methanol.
(¢) Calculated Im[X(2>] spectra. The black line is the original spectrum, while the red dashed
line is the result of EPSA where the v; 9 frequencies are tentatively blue shifted to disentangle the
overlap. (Reprinted with permission from Ref. [17]; Copyright 2011, American Institute of Physics.
Reprinted with the permission from Ref. [24]; Copyright 2003 American Chemical Society)

The different assignments stem from difference in relative intensities of the over-
lapping bands: the asymmetric stretching () and the high-frequency component
of the Fermi resonance (r;R). In the IR spectrum, the apparent high-frequency band
is assigned to the asymmetric C-H stretching (r ™) since its intensity exceeds that
of the Fermi resonance. On the other hand, the apparently same band of the Raman
spectrum is assigned it to the Fermi resonance (r;'R) since the Raman intensity of
asymmetric stretching is negligibly small. In the SFG spectrum, the asymmetric
C-H stretching and the Fermi resonance overlap in the Im[x ®] amplitude with
opposite signs, though the net sign of Im[x ®] is governed by the Fermi resonance.
Therefore, the high-frequency component of SFG spectrum should be essentially
assigned to the Fermi resonance, though the asymmetric stretching has substantial
contribution to this component in a destructive manner.

Empirical parameter shift analysis (EPSA) This assignment is demonstrated by
the empirical parameter shift analysis (EPSA). Figure 10.2c shows the calculated
Im[ x @] spectrum, where both components of the two-band structure have negative
sign. This is because the v3 mode (methyl symmetric C—H stretching) shows a
negative amplitude when the methyl group points to the vapor, as we discussed in
Sect. 4.2.2 and Fig. 3.2, and the Fermi splitting of the v3 mode distributes its negative
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amplitude to both components. As a result, the calculated Im[x ®] spectrum does
not apparently show the v, 9 modes. However, if we tentatively augmented the force
constant of the v2 9 modes with the other conditions intact, the MD simulation would
yield the Im[ x ®] spectrum with the red dashed line. This is a “thought experiment”,
feasible with MD simulation. Then a positive band of the asymmetric stretching
modes emerges and moves to the blue, and consequently the positive band is
separated from the original high-frequency negative component.> We also find that
the original negative component at ~2950cm™! increases its negative amplitude
after the asymetric modes are separated out. This EPSA result of Panel (c) manifests
the spectral overlap of the asymmetric stretching and the Fermi component depicted
in Panel (b).

10.1.4 Ethanol C-H Vibrations

Ethanol contains both methyl and methylene groups, and also has trans and gauche
conformers. Therefore, ethanol is a simplest model to incorporate all the compli-
cating factors (a)—(c) in the alkyl C—H vibrations mentioned in Sect. 10.1.1; (a)
different functional groups, (b) vibrational modes, (c) conformational isomers. An
intensive experimental analysis of the ethanol C—H vibrations has been performed
by Gan et al. [6, 8], who separated the methyl and methylene vibrations using
normal and partially deuterated ethanol species, i.e. CH3CH,OH, CH3CD,OH,
CD3CH,OH. The latter two species allow us to focus on the methyl and methylene
C-H vibrations, respectively, in the ethanol molecule. The comprehensive set
of experimental SFG spectra of ethanol, including the different isotopes and
polarization combinations, were analyzed by the MD simulation with extending the
above modeling of methanol.

MD calculation of liquid ethanol can reproduce and elucidate the C—H vibrational
spectra of infrared, Raman and SFG in a unified manner [34, 35]. One of the
important findings is that the trans and gauche conformers show rather different
spectral components in the SFG spectra. In particular, methylene C—H vibrations
near a gauche defect show a distinct feature in the vibrational SFG spectra. Accurate
modeling of ethanol C—H vibrations is a significant step toward general simulation
of alkyl molecules.

2The asymmetric C—H stretching mode has a positive amplitude when the molecule is tilted, as
illustrated in Fig. 10.2c.
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10.2 Benzene: SFG from Centrosymmetric Molecules

The SFG of benzene poses an intriguing issue. The liquid benzene surface generates
intense C—H signal in the SFG spectrum, although each benzene molecule is cen-
trosymmetric and thus it should have null hyperpolarizability [13, 25]. Elucidating
the SFG mechanism of liquid benzene is pertinent to the fundamental mechanism
of SFG and symmetry breaking.

First, let us recall the SFG from other ordinary non-centrosymmetric molecules,
as we discussed in Sect.3.3. These molecules have finite non-zero hyperpolariz-
abilities, and nevertheless the susceptibility of their bulk materials vanishes. This
is because the molecular orientation is random and isotropic in the bulk, so that
the contributions of hyperpolarizabilities cancel each other by taking the statistical
average. On the other hand, the susceptibility of their interfaces is not necessarily
zero due to anisotropic molecular orientation. However, such typical scenario for
the SFG activity of interfaces does not elucidate the SFG signal from benzene,
because the benzene itself has no hyperpolarizability regardless of its orientation.
Consequently, there remain two possible scenarios in order to elucidate the SFG of
benzene:

(i) symmetry breaking: the symmetry of benzene molecules is broken at the
inhomogeneous environment at the interface so that the SFG becomes allowed
there.

(i) quadrupole: the quadrupole mechanism of SFG is invoked beyond the conven-
tional dipole mechanism.

The MD simulation was fully utilized to examine these mechanisms [18], and found
that both mechanisms are actually involved in the SFG from liquid benzene.

Regarding (i) symmetry breaking, the benzene molecule has six equivalent C-H
groups, whose vibrations are degenerated in the zero-th order approximation. The
C—-H groups construct the normal modes of C—H stretching under the Dg;, symmetry
of benzene (i.e. v2 (A1g), v7 (E2¢), v13 (B1y), and vyo (E1,)), and these normal
modes have nearly degenerate frequencies. Therefore, these C—H normal modes can
be readily mixed each other by a small external perturbation. At the surface of liquid
benzene, the nonuniform solvation environment acts as the perturbation to break
the symmetry of the C—H modes. This mechanism implies that a centrosymmetric
molecule can readily become SFG active at interface. Figure 10.3a shows the
calculated result of Im[ X(z)] spectrum (red line) of benzene by the standard time
correlation function formula of Eq. (5.27). The Im[x ®] spectrum shows a bipolar
band at about 3100 cm~! region. The positive and negative components are
attributed to the upward and downward local C—H modes. These local modes are
slightly split in frequency due to the distinct solvation environments.

(i) The quadrupole mechanism turned out to be also significant in the SFG
spectrum of benzene. The MD analysis was applied to examine all possible
quadrupole contributions discussed in Chap. 7, and consequently revealed that the
x'B term has a particularly large contribution. Figure 10.3a shows the Im[ Q8]
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Fig. 10.3 (a) Calculated Im[ X(Z)] spectrum of benzene surface. The red line denotes the XID
(dipole) term, while the blue line the x'@® term. The local modes to generate the bipolar band
of x™ are also depicted. (b) Calculated SFG intensity spectrum (upper panel) [18] and the
experimental one (lower panel) [13]. (Reprinted with the permission from Ref. [18]; Copyright
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of Chemistry)
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spectrum with a blue line in the same scale, which has an almost comparable
amplitude to the dipole term (red line). The x'@® term is a bulk property and
thus reflects the vibration in the bulk phase. Its spectral shape is analogous to
the infrared spectrum of bulk liquid. By considering both mechanisms (i) and (ii),
the experimental SFG intensity spectrum is successfully elucidated in Fig. 10.3b.

We find that the satellite band of C-H stretching at ~3030cm™" is of quadrupole
character.

10.3 Molecular Orientation and Polarization Analysis

Molecular orientation at interfaces is one of the principal properties to characterize
microscopic structure of interfaces. In principle, the interface structure is distinct
from the bulk in terms of anisotropic molecular orientation. Therefore, molecular
orientation at interfaces has been widely discussed by SFG spectroscopy. The
SFG spectroscopy is able to investigate molecular orientation by the analysis of
polarization, as we discussed in Sects.3.3 and 4.2, and has been applied to the
orientation of alkyl groups.
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The procedure of polarization analysis is simply summarized into two steps as
follows.

SFG

spectra

ratios of molecular

X(Q) elements orientation

Essentially, the experimental measurements evaluate the ratios of different x ) ten-
sor elements, such as B = Xy(i)z / Xﬁ; and C = XZ@ / X\%)z There are some methods
for the step (i) to evaluate the ratios of x ® elements experimentally. A simple way
is to compare the relative intensities of relevant polarization combinations. More
sophisticated methods using interference of different polarizations have been also
developed and utilized [5, 9, 10, 23, 30, 32, 38]. In any events, the obtained tensor
elements in step (i) have to be analyzed in order to derive the microscopic molecular
orientation. The theory of the analysis in the step (ii) is also an integral part of the
polarization analysis of orientation, and we have depicted the theoretical procedure
(i) to derive the molecular orientation from the ratios of tensor elements in Sect. 4.2.
The present section focuses on the analysis step (ii), and further examines the
procedure.

When we apply the theoretical procedure (ii) to actual interfaces, it often requires
some assumptions on microscopic properties of the systems. As we discuss in the
following, the reliability of these assumptions may have significant influences on the
results of molecular orientation. The MD simulation can help clarifying the relation
between the tensor elements and the microscopic molecular orientation without
resort to those assumptions, and help examining the reliability of the assumptions
involved in the polarization analysis. In this section the polarization analysis of the
methyl group is examined with two examples, methanol and acetonitrile, with the
help of MD simulation.

10.3.1 Methanol

The SFG band of the methyl symmetric stretching has been discussed in Sect. 10.1.
As illustrated in Fig. 10.2, the C—H band consists of the low-frequency component at
~2830cm™~! and high-frequency one at ~2950 cm™!, and the former is attributed to
the methyl symmetric stretching, while the latter is a mixture of the Fermi splitting
and the antisymmetric stretching. Therefore, the intensity of the former component
becomes an index of methyl symmetric C—H stretching, which could be governed
by the number density of methyl groups at interface and their orientation.

The experimental intensity of methyl symmetric stretching (ss) band shows an
intriguing behavior when the methanol is diluted with water. In the methanol/water
mixture solutions, the SFG intensity of this band shows a turn-over behavior as
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Fig. 10.4 (Left) Relative amplitude of methyl symmetric stretching band of the SSP-polarized
SFG spectra for methanol/water mixture solutions as a function of the mole fraction of methanol x
[31]. Schematic pictures of methanol distribution at the surface are also shown. (Right) Probability
distribution P(cos ) of the methyl tilt angle 6 with varying x [15]. The holizontal dashed line
at P = 1 denotes the fully random orientation. (Reprinted with the permission from Ref.[15].
Copyright 2015 American Chemical Society)

a function of the mole fraction of methanol x, as shown in Fig. 10.4 [31]. This
turn-over behavior is also reproduced by the MD simulation of SFG spectra for
methanol/water solutions [15]. The MD simulation elucidated this behavior by two
step mechanisms. In the low x region (a) the initial increase is understood with
increasing number density of methanol at the surface, whereas in the high x region
(b) the decreasing amplitude is attributed to the randomized orientation of surface
methanol.

Sung et al. [31] also carried out the polarization analysis of the methanol/water
mixture solutions, and found that the ratio of tensor elements C = ng) / Xy(i)z is
nearly invariant over the entire range of x. This experimental finding would have
been interpreted by the ordinary theoretical analysis of polarization in Sect. 4.2 that
the molecular orientation is also invariant over x. However, this conclusion appears
contrary to the picture of (b) randomized orientation mentioned above. The MD
simulation allows us to calculate the ratio C as well, and actually reproduced the
nearly constant C over x, irrespective of the randomized orientation in the high x
region [15].

The MD simulation of the present systems offers an instructive insight into the
polarization analysis. The reason to solve this apparent inconsistency between the
experimental tensor element ratio and the MD result of orientation lies in the wide
distribution of the tilt angle 6 of methyl groups at the surface, as shown in the right
panel of Fig. 10.4. The MD simulation shows a quite wide probability distribution
of cos6 at the surface, which approaches to random orientation with increasing
x. Such orientational distributions in Fig. 10.4 are not well approximated with a
delta function or a Gaussian. The orientational distribution is found to be one of the
crucial assumptions in the polarization analysis. The information on the distribution
with the aid of MD simulation will help improving the reliability of the polarization
analysis [15, 28].
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10.3.2 Acetonitrile

Acetonitrile CH3CN is an excellent model molecule to clarify the relation between
the orientation and polarization, since it is a rod-like molecule with C3, symmetry.
Accordingly, the molecular orientation is readily described with the tilt angle 6, as
discussed in Sect.4.2.2. The experimental polarization analysis of acetonitrile in
aqueous solutions was carried out by a number of groups so far [19, 28, 30, 39, 41],
though their results of orientation appear inconsistent. Zhang et al. [39, 41] reported
that the tilt angle 8 of the methyl group of acetonitrile changes abruptly with
increasing mole fraction of acetonitrile x at x ~ (.07, whereas Kim et al. [19]
concluded that the orientation changes gradually with increasing x. Shultz et al. [30]
and Saito et al. [28] reported nearly invariant orientation over x. These intriguing
discrepancies should be resolved with the help of reliable theoretical analysis
of polarization and orientation, and the MD simulation has been performed in
collaboration with experimental measurement [28].

The MD simulation reproduced neary invariant orientation, and thus supported
the recent conclusion by Shultz and Saito. The reason for discrepancies from the
former previous studies is not clear at present, though the polarization analysis of
acetonitrile may suffer from very weak SPS signal. (The recent experiments [28,
30] adopted the polarization angle null method to circumvent this problem.) The
MD simulation of the polarization analysis revealed two significant problems in the
quantitative accuracy. One issue is the orientational distribution, as we discussed in
the case of methanol above. Caution should be required to apply the polarization
analysis to an interface with an unknown distribution of orientation, particularly to
liquid interfaces.

Another critical issue is the appropriate value of R,

o (Poec/da) (e /001) (4.10)

(docc/0q1)  (derzc/dq1)’

which is used in the theoretical analysis. The estimation of R appears to have
considerable confusions so far. Shultz adopted R = 0.58 while Zhang used R = 2.3
in their previous studies. Table 10.1 results in R = 0.2967/0.3731 = 0.80 from
the density functional theory (B3LYP/aug-cc-pVTZ) calculation. The value of R
is often estimated experimentally from the Raman depolarization ratio of the bulk
sample [21, 22, 26]. However, the Raman depolarization ratio allows dual solutions
of R, and thus could not determine whether R > 1 or R < 1 by itself. From a
simplified geometric argument (see illustration in Table 10.1), each methyl C-H
bond of an acetonitrile molecule forms ¢ ~ 70.5° (= cos~ (1 /3)) from the ¢ axis
in the ideal tetrahedral geometry. Therefore, if each C—H bond possesses a Raman
tensor component along the bond, the sum of three C—H bond polarizabilities should
yield the ratio R to be

) 1 2 L 2
$in” ¢ + (—3 sing)” + (—3 sin !
R~ ¢+ (=3 2 ( 2 ¢) — —tanzgo =~ 4. (10.1)
3cosZ ¢ 2
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Table 10.1 Calculated derivatives of dipole 0, /dq1 and polarizability de ./ /dq; of acetonitrile
by B3LYP/aug-cc-pVTZ [28]. Units: atomic units. g denotes the normal mode coordinate of C—
H symmetric stretching defined for the stretching direction with unit reduced mass. Right picture
illustrate the configuration of acetonitrile in the molecule-fixed coordinates (£, n, ¢). (Same as
Table 4.2 in Chap. 4)

¢
a,ur’ /aCIl r = 5 n C ’
0 0 -0.005970 wu,
N,C/‘
Doy [0q1 | ¢ =€ ¢ l
p=¢ 0.2967 0 0 :
1 0 0.2967 0 Il
N
¢ 0 0 0.3731
’Il;a.blt]eE 10(.3 1g)a1~métﬁd )r(atios CH;X RO
in Eq. (4. or CH3
molecules by CH3;H 2.1
B3LYP/aug-cc-pVTZ [28] CH3CH;3 1.2
CH;F 1.8
CH;Cl 0.94
CH3Br 0.79
CH;CN 0.80

4Staggered ethane

PThe normal mode coordinate ¢
in Eq. (4.10) is assumed to be the
symmetry adopted natural inter-
nal coordinate for the methyl
symmetric stretching

All the ambiguities in R mentioned above cast large uncertainty in the estimated
orientation from the polarization ratio B or C by Egs.(4.14) or (4.15). The
polarization analysis should be based on sufficiently accurate quantum chemical
calculations of R unless a direct experimental value is available. The calculated
value of R = 0.80 is smaller than unity, which is not in accord with the simple
geometric estimate of Eq. (10.1) [36].

The quantum chemical calculations of related molecules showed that the R value
of the methyl symmetric stretching is actually sensitive to the adjacent functional
group X of the methyl group. Table 10.2 summarizes the calculated R values for
various CH3X molecules (X=H, CHs, F, Cl, Br, CN). The electronically soft CN
group reduces the R value due to the hyperconjugation of CH and CN 7 orbitals.
Accurate evaluation of the R value that could depend on molecular species is of
critical importance in the polarization analysis.
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Chapter 11 ®
Summary oo

Abstract The present chapter summarizes the outline of the theory of SFG
spectroscopy described in this book, including the fundamental and detailed theory
of x® and application of computational SFG analysis for realistic interfaces.
This chapter also shows future directions of the SFG spectroscopy, which will be
greatly facilitated in collaboration of experimental advances and the computational
analysis. Theoretical interpretation with the aid of reliable computation will be
increasingly important in the future of the surface nonlinear spectroscopy.

Keywords Fundamental theory of x® - Modeling of polarization - Future
directions

In this book, fundamental theory of the surface nonlinear spectroscopy and related
principles are presented. The principal aim is toward comprehensive understanding
of the vibrational SFG spectroscopy through close collaboration of experimental
measurement and theoretical analysis. Here we briefly summarize the outline of the
theory described in this book.

11.1 Outline of Theory

The theory of SFG consists of both macroscopic and microscopic aspects of the
surface nonlinear spectroscopy, which were treated in Chaps. 2 and 3, respectively.
The macroscopic aspect in Chap.2 deals with the electromagnetic processes in
which the nonlinear polarization is induced at the interface and thereby emits the
radiation of sum frequency. On the other hand, the microscopic aspect in Chap. 3
defines material properties of the interface related to the nonlinear response.
Furthermore, Chap. 4 provides the microscopic formulations of the frequency-
dependent nonlinear susceptibility of the interface x ® (2, w1, w2) by two routes, on
the basis of the energy representation and the time-dependent representation. These
two routes of formulations allow for calculating x(z)(Q, 1, w2) by molecular
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simulation. In applying these formulas of x® to realistic interfaces, accurate
treatment of electronic polarization and intermolecular couplings in the interface
systems are of critical importance to provide reliable interpretation of the observed
spectra. Therefore, the theory and modeling of these polarization properties were
discussed in Chaps. 5 and 6. The knowledge summarized in Chaps. 4, 5 and 6 forms
the necessary foundation of the computational analysis of SFG spectra.

Chapters 7 and 8 treat some advanced topics of SFG theory. We argued the
quadrupole contributions to the SFG and SHG processes in Chap. 7 in details, which
arise from the bulk region as well as from the interface. Chapter § discussed some
other topics of SFG, including the x 3 effect and chiral applications of the SFG
spectroscopy.

The theory and principles presented in this book not only provide the formal
framework of the surface nonlinear spectroscopy, but allow us to understand
experimentally observed SFG spectra from the molecular viewpoints of electronic
properties and structure of the interfaces. Chapters 9 and 10 introduced some
applications of the computational analysis pioneered by the author’s group to aque-
ous and organic interfaces. These examples become prototypes of computational
analysis of SFG spectroscopy for further applications. The theoretical analysis in
combination of quantum chemical calculations and molecular dynamics simulations
is growing to become a powerful means to interpret the experimental spectra.

11.2 Future Directions

The applications of computational analysis of SFG are currently expanding, with
various modeling methods besides the CRK model [1, 4, 5, 12]. The future
computational analysis will cover a variety of interfaces treated by experimental
SFG measurement. These applications should include

» surfaces of water and aqueous solutions (water, ice, electrolyte solutions, etc.)
* liquid-liquid interfaces (water-oil, etc.)

¢ electrochemical interfaces (solution-electrode)

¢ molecules adsorbed on solid surfaces

e polymer surfaces

e Langmuir and Langmuir-Blodgett films, self-assemble monolayers

¢ biomolecules—cell membranes

¢ environmental interfaces—aerosol surface, water-mineral interface

The advance of theory is stimulated by the advance of experimental methods.
Experimental techniques of surface nonlinear spectroscopy have been remarkably
sophisticated since the first report of SFG spectrum. Just for example, the advance-
ment of the heterodyne detected SFG provides experimental information of real
(Re[x®]) and imaginary (Im[x ®]) parts of the x® spectra, and allows unam-
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biguous comparison with the calculated x® spectra. This progress has indeed a
substantial impact on the collaboration of experiment and theory. We have discussed
a number of such examples in the preceding chapters. Recent advancements of the
experimental techniques worth noting should include

* heterodyne SFG

¢ time-resolved SFG, 2D-SFG

* high-resolution SFG

* sophisticated analysis of polarization
 chiral SFG

* double resonance SFG

* SFG microscope, imaging

* SFG scattering

These advancements have been achieved by the efforts of various experimental
researchers. We could not detail these aspects in this book. Interested readers in
these experimental aspects should refer to a recent excellent textbook by Shen [10]
and the references therein.

In the future advances of SFG spectroscopy, one of the largest challenges lies
in the unambiguous and comprehensive analysis of observed spectra. Although it is
widely recognized that the SFG spectroscopy involves rich microscopic information
on interfaces, it is not often straightforward to carry out precise assignment at
the molecular level. Current experimental analysis of the observed spectra largely
depends on empirical spectral fitting for assignment of band structure, though such
empirical fitting suffers from large ambiguities and fitted bands are often hard to
be interpreted. Reliable analysis methods with sound theoretical basis will help
exploiting the potential of the surface nonlinear spectroscopy. In the next stage
of analysis, detailed comparison of the spectra with molecular simulation will
be widely utilized. Collaboration of experiment and theory will be of increasing
importance in the surface nonlinear spectroscopy [2, 3, 6-9, 11, 13].
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