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ABSTRACT

We investigate the nonlinear optical response of alpha-quartz with phase-sensitive vibrational sum frequency generation (SFG) spectroscopy.
Phase and amplitude of the generated sum frequency signal are determined by a complex interplay between signal contributions from the
surface and the bulk of the crystal with the experimental geometry, in particular, the quartz azimuth. By combining anisotropy measurements
with spectral- and phase resolution in our SFG experiment, we study this interplay and show that we can quantitatively isolate and characterize
the contributions from the surface and bulk of the crystal. The obtained optical constants in combination with the presented mathematical
framework fully describe the nonlinear response and allow for a precise determination of the phase of the overall SFG signal of quartz for
any experimental geometry. This knowledge is of particular relevance because quartz is commonly used as a reference in phase sensitive SFG
experiments. In such studies, the surface contribution is typically neglected and a constant value for the phase of the sum frequency response
is assumed. Our study shows that this assumption is not generally accurate by revealing the considerable impact that the surface contribution

can have on the overall response of the crystal.

Published under license by AIP Publishing. https://doi.org/10.1063/1.5109868

. INTRODUCTION

The physical properties of surfaces and interfaces play an essen-
tial role in wide fields of condensed matter physics, chemistry, and
biology. The presence of an interface leads to the creation of sur-
face bound electronic and vibrational states that can considerably
differ from the corresponding bulk. The broad relevance of surface
specific properties has triggered an enormous amount of research
where surface sensitive experimental tools are typically employed.
Various important processes that occur at solid surfaces, however,
are not purely dominated by surface effects but also involve the cou-
pling between surface and bulk states or the transport of charges or
energy between bulk and surface. Prominent examples are electron
relaxation in metals"” or charge transport in semiconductors,’ topo-
logical insulators,”” or photocatalysts.” To investigate the details of
these processes, it is necessary to study both the surface and the
underlying bulk of a sample.

Performing such experimental bulk/surface studies is, however,
challenging. To accurately investigate their interaction, surface and

bulk of the sample should be probed with the same technique and
ideally within one single experiment, while the analysis of trans-
port processes additionally requires a high temporal resolution. One
major difficulty of simultaneously probing surface and bulk of a
material is to precisely extract their individual signals from an over-
all sample response. To perform such a decomposition, one needs
to find a way to distinguish these two contributions which is far
from trivial. It is in fact not always obvious how to define surface
and bulk properties of a material because there is typically no clear
boundary between a surface layer with a certain thickness and the
bulk. Instead, the material properties typically show a smooth tran-
sition between these two limiting cases. Furthermore, signals from
the bulk tend to be much stronger than signals from surfaces since
they originate from a much larger volume. This makes it gener-
ally difficult to detect a surface contribution in the presence of a
bulk signal and requires a large dynamic range of the experimental
technique.

As we will show in the following, one experimental technique
that can overcome these challenges is the laser based technique of
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phase-sensitive sum frequency generation spectroscopy (PS-SEG).
SFG spectroscopy is typically applied to study interfaces;” ” how-
ever, in case that the bulk of a sample lacks centrosymmetry both
can be probed, its surface and the bulk.'®"” Like all second order
nonlinear spectroscopic techniques, the generated (SFG) signal
carries detailed information on the symmetry of the sample. This
sensitivity to symmetry becomes apparent, e.g., in anisotropy mea-
surements of the nonlinear response.'” *' The bulk and surface of
any material differ intrinsically in their symmetry which results
in different spectroscopic signatures in the SFG anisotropy data.
Therefore, this property can be exploited in a symmetry analysis to
distinguish the two contributions. Moreover, because of phase prop-
agation effects, surface and bulk SFG signals contain characteristic
relative phase shifts (see Sec. II). Combining phase resolution with
SFG anisotropy measurements, a rich data-set is obtained allowing
for a quantitative analysis of the different contributions to the overall
signal.

In the SFG study presented here, we investigate the nonres-
onant sum frequency response from a z-cut alpha-quartz crystal.
Using our recently developed time-domain, phase-sensitive, SFG
spectrometer,”” we perform phase resolved anisotropy measure-
ments and show that the nonlinear response from the crystal can
quantitatively be dissected into bulk and surface contributions.
Using this technique, both sample properties can be simultaneously
characterized with an ultrafast probe offering femtosecond time
resolution.

The interplay between surface and bulk contributions to the
sum frequency signal from alpha-quartz has a particular relevance
in the field of phase resolved SFG studies. An alpha-quartz crystal
is here typically used as reference to calibrate phase and amplitude
of the measured raw spectra.” >’ One of the key benefits of phase-
sensitivity in v-SFG studies is that instead of the ordinary mag-
nitude spectra it yields the full complex vibrational spectra which
contain valuable additional information (e.g., on molecular orien-
tations).”*' To obtain properly phased complex spectra, however,
the intrinsic nonlinear response of the reference must be precisely
known. Already small deviations between the assumed and the cor-
rect values can thereby have important consequences. For example,
phase resolved spectra from the air-water interface exhibit small but
significant differences when using different reference materials.””
These differences may originate from inaccuracies in the assumed
reference phase and have considerable impact on the interpretation
of the interfacial water structure. While the exact nature of the inter-
facial water layer is still heavily debated, these contradictory results
have produced some ongoing controversy about appropriate refer-
encing in PS-SFG spectroscopy and the exact phases of the nonreso-
nant responses from different materials including alpha-quartz.”” **
This example shows that there is obviously a need for a more detailed
investigation of the sum frequency response of alpha-quartz for its
use as a reference.

It is, in general, challenging to theoretically predict the non-
linear optical response from a material even if the light matter
interaction is fully nonresonant. This is, in particular, true for
the phase of the sum frequency signal. Due to the intrinsic phase
shift between the contributions from bulk and surface, the phase
of the overall signal sensitively depends on their relative ampli-
tudes. In the case of alpha-quartz, the nonlinear optical properties
of the bulk material are well studied but little is known about its
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surface response. In fact, the surface contribution is typically
assumed small enough to be neglected. Without a precise knowl-
edge of the amplitude ratio of bulk and surface contributions, how-
ever, it is not clear if this assumption is justified. Furthermore, this
ratio is not a fixed material property. Since surface and bulk differ
in their symmetry, the relative amplitudes of the two contributions
typically depend on the experimental arrangement such as crys-
tal orientation, crystal cut, incidence angles, and polarizations of
the laser beams (see Sec. II). The phase of the overall signal can
therefore not be represented by a single value but is a result of
a complex interplay between surface and bulk contributions and
experimental geometry. With our PS-SFG study on alpha-quartz,
we address exactly this complexity by studying the details of this
interplay.

In Sec. II, we briefly review the basic theory of the sum fre-
quency generation process followed by a theoretical analysis of the
sum frequency response from alpha-quartz based on crystal sym-
metry and phase effects (Sec. I1I). We then present in Sec. V the
results from our phase-resolved anisotropy measurements and com-
pare these data with theory. Based on this comparison, we are able
to extract nonlinear optical constants for the bulk and the surface
of the sample which fully describe the nonlinear optical properties
of the quartz crystal. Finally, in Sec. V1, the impact of our results for
the use of alpha-quartz as reference crystal in PS-SFG measurements
is discussed.

Il. THEORY

A generalized theory including a detailed mathematical
description of the SFG process can be found elsewhere;’* here, we
only revise some of the key elements. In the SFG spectroscopy, a sum
frequency field Esrc is generated by nonlinear mixing of an infrared
Emr and a visible laser field E,; at the sample surface. All details
of this frequency conversion process (phase and amplitude of the
resulting SFG signal) are determined by the complex effective sec-

ond order susceptibility Xe(ﬁz) of the sample which carries the desired

spectroscopic information on vibrational resonances and molecular
orientation

Esp(w3) ~ X (@3 = @1 + @3) - E(@1) - Bus(@2). (1)

The resulting SFG signal that is reflected from the sample sur-
face is not necessarily generated in the surface region alone. In
noncentrosymmetric media, the signal can originate from numer-
ous atomic layers reaching several tens of nanometers into the
bulk of the material (similar to the case of linear reflection).”
The overall reflected sum frequency signal is then a superposi-
tion of the contributions from all these layers. This can math-
ematically be expressed by integrating the different contribu-
tions along the surface normal (z-coordinate; see Fig. 1), while
properly accounting for the phase propagation effects. In case
that the sample is nonabsorbing for all three frequencies (wi,
wy, and ws), this integration can be expressed by following
equation:

2 0 2) ik,
Xe(ﬁ): [ N dZ-xz(,ef)f-e’ 5 2
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FIG. 1. Experimental arrangement for the phase resolved v-SFG measurements of
z-cut quartz. x, y, z are the Cartesian coordinates in the laboratory frame, and a, b,
¢ correspond to the crystallographic axes in the sample. ¢ is the azimuthal angle,
and 6 is the incidence angle of the laser pulses (plane of incidence is xz). Infrared
(black) and 800 nm (purple) pulses generate the sum frequency signal (light blue),
&(wy) represent the normalized electric field vectors of the corresponding pulse.
The polarization of the local oscillator pulse (LO, dark blue) is always orthogonal
to the selected polarization of the SFG signal. The polarization combination in this
figure corresponds to SSP.

with Ak, representing the mismatch of the wavevector compo-
nents in the z-direction Ak, = k.(w1) + k;(w2) — k.(w3), while
Xﬁi}f describes the nonlinear optical properties of the material as a
function of z. This local susceptibility includes the nonlinear opti-
cal properties in the interfacial region (z — 07) and the prop-
erties of the bulk for larger negative values of z. As mentioned
in the Introduction, it is difficult to define a specific value for
z where the surface layer ends and the bulk starts. It is there-
fore useful not to dissect Xﬁ}f based on a spatial coordinate but
to split the susceptibility into two overlapping components with
different depth profiles.””” This is done by defining the interfa-
cial part of the susceptibility as the deviation from the bulk prop-
erties in the interfacial region, while the bulk susceptibility Xéi;f
describes the spatially homogeneous (z-independent) part. Only the
interfacial part is then a function of z decaying to zero for larger
negative values of z. Assuming an exponential decay of the inter-

face term, the dissection of Xz(i} can be expressed by the following
equation:

2 2 E4 2
Xz(,e);" = XI(,ej;" tes +Xl(3,e_)ff’ (3)

where 2’ is the characteristic length-scale on which deviation van-

ishes. It is important to note that the interface susceptibility Xl(ij)j in
this notation does not represent the overall optical properties of the
surface layer but their deviation from the bulk properties caused by
the presence of the surface. It therefore purely describes the sur-

face effect. Nevertheless, in the context of SFG spectroscopy, the

part of the optical response arising from Xﬁ} and Xlg%
surface and bulk response, respectively. The clear advantage of this
type of separation is that it offers an unambiguous definition of
what part of the optical material properties relates to the surface
properties. Combining Egs. (2) and (3), the integral can be solved

yielding

is termed

(2) (2)
@ e XB.eff

= . 4
Xof = 1)z —ilaks] * —ilakl] “)
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Equation (4) shows how the surface and the bulk contribute to the
overall sum frequency signal. Importantly, the terms describing the

contribution from bulk and surface to XC(J;) include phase shifts. The

bulk contribution is shifted by exactly 90° (caused by the imaginary
unit in the denominator), whereas the phase shift of the surface part
depends on the relative sizes of z" and |Ak;|. In dielectric samples,
it can usually be assumed that z’ <« 1/|Ak;| because the values
for 1/|Ak;| are on the order of several tens of nanometers and the
deviation should only extend into the first few atomic layers. The
denominator of the surface term then becomes real (phase shift of
0°), and Eq. (4) can be simplified as

(2)
.XB,ejj‘
I|A pak (5)

(2)

Xeff " 7 +

Leff z

Within this approximation, the contributions from surface and bulk
to the overall susceptibility show a characteristic relative phase shift
of exactly 90°. The phase of a sum frequency signal is therefore a
good reporter on the origin of its source.

Xe(j?f) describes the effective sum frequency response which
depends on the experimental arrangement such as incidence angles
and polarizations of the different laser pulses as well as the sam-
ple orientation. This dependency is accounted for by describing the
nonlinear optical properties of the sample by the rank three suscepti-
bility tensor ngﬂ, where x, y, z correspond to the Cartesian coordi-
nates in the laboratory frame (see Fig. 1). This tensor has generally 27
elements but only a subset of these elements contributes to the sum
frequency signal in a given experimental geometry. The particular

contributions to X;;) can be derived using following equation:”’
XE(;) =3 [€(ws) € Li(ws)] Xéz,ik
ijik

x[€(w2) - € Lj(w2) ][ € (w1) - €k Lix(w1)]- (6)

The different tensor elements are represented by the indices i, j, k
= {x, y, z}, Lii describes the iith element of the transmission Fres-
nel coefficient matrix, and ¢ ; is the unit vector in the ith direction,
whereas ¢ is the normalized electric field vector of the correspond-

ing light pulse. Similar to Eq. (5), the overall response tensor Xéi?yz
can be expressed in terms of surface and bulk contributions
@ _.® i
2 2 1 .ABxyz
XGayz = Xiayz "% H1 |AK| : 7)

The general form of the susceptibility tensor is related to the
symmetry of the sample material. Depending on the correspond-
ing point group, several of the 27 elements are zero and others are
intrinsically related.”’ The different symmetries of bulk and sur-
face for any material then result in different forms of the tensors
Xl(jc))/z and Xgi‘)},z. This difference can be used as basis for their separa-
tion. The most simple example of such a separation by symmetry
is the case of samples with a centro-symmetric bulk. In presence
of centro-symmetry, all elements of the corresponding susceptibility
tensor are zero under the dipole approximation. As a consequence,
XISB,Ze}f is highly suppressed and the signal is usually dominated by the

surface response (at the surface, the centro-symmetry is broken).
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This is the typical case where v-SFG spectroscopy is applied and
used as a surface specific tool. If the bulk symmetry is not centro-
symmetric (such as alpha-quartz), however, the surface and bulk
susceptibility tensors contribute with their specific elements to the

overall response tensor. By analyzing the elements of XG xyz, the con-

tributing elements from XI(,)ZC;Z and Xl(;i)yz can be identified by their
characteristic positions within the response tensor and their differ-
ent phase. This typically allows for a precise decomposition of the
overall response tensor which permits to quantitatively recover the

individual responses from bulk and surface.
To perform the described analysis of Xéi?yz’ its different ele-

ments must be experimentally probed. There are several possibil-
ities to vary the composition of tensor elements that contribute
to X;;); however, technically the most practical are (i) changing
the polarizations of the incident laser beams and the detected sum
frequency response and (ii) rotating the sample about the sur-
face normal. Polarization changes correspond to rotations of the
electric field vectors € (w;) in Eq. (6). There are in total 8 dis-
tinct polarization combinations possible for the three light pulses
that are involved in the SFG process. The labeling convention for
these cases is PPP, PPS, PSP, etc., with the polarization directions
defined with respect to the plane of incidence as S and P and
the order of the beams toward decreasing frequency (w3, wz, w1).

The effect of the sample rotation on Xe(f;) can mathematically be

described as an angular dependent coordinate transformation from
the crystal frame (a, b, c) into the laboratory frame (x, y, z). In the
case of a rotation about the surface normal, this transformation is
given by

K29) = S Eu®) () K@) Ah O

with a, b, ¢ = {x, y, z}. Rj; corresponds to the ijth element of the
3D rotation matrix for the rotation about the z-axis and ¢ is the

rotation angle. Xga)hc represents the overall nonlinear susceptibility
tensor in coordinates of the crystal frame including bulk and sur-
face parts. The phase-resolved SFG anisotropy measurement shown
in this study is conducted by recording the complex spectrum while
varying the azimuthal angle of the sample. This scan is subsequently
repeated for different polarization combinations. Using Egs. (6)-(8),
the result of these measurements can be qualitatively predicted pro-
vided that the symmetries of bulk and surface of the investigated
material are known.

I1l. NONLINEAR RESPONSE FROM ALPHA-QUARTZ

With this mathematical description in hand, we can turn to
the theoretical analysis of the sum frequency response of alpha-
quartz. The bulk of alpha-quartz has D3 symmetry, the nonvanish-

ing elements of the bulk second order susceptibility are then X(z)

B,aaa
@ __.o __ @ __ @ (2 _ _ Q)
_XB abb _XB bba _XB bab’ XB abc _XB bac® XB acb _XB bea® and

XBchb = XI(Szc)ba * The determination of the symmetry related to th;:
@

surface response is more challenging. As mentioned in Sec. 11, x;
does not describe the overall response from the surface layer but its
deviation from the bulk. As a consequence, we cannot simply use
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the symmetry of the quartz surface to determine the nonvanishing
tensor elements because it includes symmetry elements that relate to
the bulk structure.

The second order susceptibility is directly related to the
macroscopic potential asymmetry along a given polarization direc-
tion. The surface effects that modify the bulk potential landscape
and thus give rise to a surface signal can be divided into three
classes: (i) surface reconstruction (distortion of the crystal lat-
tice near the surface), (ii) surface termination (formation of spe-
cial terminal groups and adsorption of molecular species), and
(iii) the macroscopic discontinuity in z (potential gradient across
the interface induced by the discontinuity of the crystal). Among
these three contributions, the effect of the discontinuity is most
likely the dominant part. This assumption is supported by the
good match between the theory and experiment which will be
presented in this study. The symmetry of the discontinuity is

Ceov, and the nonvanishing tensor elements in this point group

2 2 2 2 2 2
are XIccc’Xl(uZw = XI(,b?fc’ Xl(,aza = I(bZh’ and Xl(cha = X( ) Per-

forming the coordinate transformation [Eq. (8)] on the bulk and
the surface susceptibilities yields the angular dependent tensors

X,.(ji)((p) which can subsequently be inserted into Eq. (6) to calcu-

late st) for the four combinations of beam polarizations used in
this study (PPP, SSP, SPP, PSP). The calculation yields following

results:

@ = cos(39) -

Xpppeff = Lix(@03) L (3) L (@1 ) cos°6 - X(Z) ]

B,aaa

|Ak. |[
+sinf-z [Lzz(w3)LZZ(w2)LZZ(w1)Sln 0- Xz(ic)c
Lxx(wa)Lxx(wz)Lzz(wl)Cos 0- XI(ich

—Lxx(wa)Lzz(wz)Lxx(wl)cos 9. X(Z)

Taca
+Lzz(w3)Lxx(w2)Lxx(w1)cos 9‘)(,(2“], 9)
X.ESZF)’ eff = COS(3¢) |Ak | |:L}’)’(w3)L)’,V(w2)LXX(w1) cos - XB,Za)au:I
ehﬂmﬂMMMAmbmﬂixﬁy (10)

XSPPeﬁ‘ sin(3¢) - Ak |[Lyy(w3)Lxx(wz)Lxx(w1)cos 0 Xz(azu)aa]

Lyy(w3) sin 6 cos G[Lxx(wz)Lzz(wl) X(z)

|Ak | ,abc
+LZZ(w2)Lxx(wl) XBach] (11)
XPSPeﬁ‘ sin(3¢) - Ak, |[Lxx(w3)Lyy(w2)Lxx(w1)cos 0- Xz(azu)aa]

Lyy(wz ) sin O cos G[Lxx(m )Lz (wr) - Xz(;za)hc

\Ak |
+Lzz(w3)LXX(w1) XBcah] (12)

Note that because of our collinear beam geometry (see Fig. 1),
only one incidence angle () appears in the equations. First, we
concentrate on the azimuthal symmetry of the resulting X( ). For

) shows contributions

all calculated polarization combinations, y,
with 3-fold symmetry (cos(3¢) and sin(3¢), respectively) as well as

isotropic components. In the cases of PPP and SSP polarizations, the
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isotropic component arises from the surface signal whereas the bulk
signal only shows an isotropic contribution for SPP and PSP. The

3-fold contribution meanwhile originates exclusively from the XB i
tensor element.

Equations (9)-(12) represent the different contributions to the
sum frequency signals as a function of the polarization scheme.
Based on symmetry considerations, we can additionally extract
information about the relative sizes of the contributing tensor ele-
ments. In absence of dispersion, the indices of the susceptibility ten-
sor can be freely permuted without a change in value. This rule is
known as Kleinman symmetry and can be used to reduce the num-
ber of independent tensor elements.”' Applying Kleinman symmetry
to the case of alpha quartz, we find that the independent elements

éza)hc XI(BZa)cb’ and X h are all equal and zero. They are therefore typ-
ically neglected. In reahty, however, dispersion in a material is never
zero, but in case that the SFG process takes place under nonresonant
conditions (as in our experiment), the effect of dispersion is rela-
tively small. These three elements can therefore be expected to be

much smaller than XB o Which would be nonzero even if Kleinman
symmetry applied. Furthermore, the dispersion is particularly small
between w, and w3 because their frequencies are close. The change
in value when permuting the first two indices of the susceptibility
tensor is consequently smaller than permutations which include the
third index. Using these findings, we can approximate the relative
sizes of the nonvanishing tensor elements to Xz(;za)a . > Xéza)cb Xézczzb

> Xz(aza)hc and Xﬁz W ® Xl(iza The same argumentation also holds for the

values of the transmission Fresnel factors. We can therefore assume
that Lii(w3) ~ Lii(wz).

T~
real part imaginary part
- (2)
n=3 XBaan )
(2) (2) :g
n=0|C\ % e = Co * Apaue -
(2)
n=3 - XBaaa %)
]
— 2)
n=0 _CZ . Xl,aac -
n=3 - XB,aaa (%)
T
(2) (2) ©
n=0 - Cs Apave ¥ Ca* Apacs
(2)
n=3 - X B.aca .
g
— (2)
n=0 - (Cz XBabc Cy Abach

FIG. 2. Different tensor components from bulk and interface that contribute to the
complex effective second order susceptibility of z-cut quartz. Contributions are
classified into 3-fold (n = 3) and isotropic (n = 0) azimuthal symmetry and into real
and imaginary parts. Each box (solid line) corresponds to a specific polarization
scheme.
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Finally, we analyze the phases of the different contributions.
From Raman and FT-IR studies reported in the literature, we can
conclude that there are no resonances in the spectrum of bulk quartz
from the visible range through the midinfrared down to ~1200 cm™*,
where the first phonon resonances appear.”” ** The bulk nonlinear
response is consequently nonresonant in the frequency ranges used
in this study (see Sec. IV). The same conclusion should hold for the
surface response since the surface phonons appear in the same low-

frequency range as the bulk phonons.” The bulk and surface second
2

) and Xl(,ej)7

The interface contributions therefore appear in the

order susceptibilities XB o must then be real with a flat spec-

40
tral response.

real part of Xe(ﬁz)
imaginary part.

Combining all these considerations and approximations, the
complexity of Eqgs. (9)-(12) can greatly be reduced. The results are
summarized in a compact form in the table in Fig. 2. For bet-

ter clarity, all components are normalized to XB waa and the result-
ing prefactors of the susceptibilities are combined in the different
C; (exact expressions for the C; are given in the supplementary
material).

So far, we have only considered dipolar contributions to the
signal. In principle, also s1gnals w1th nonlocal quadrupolar origin
could contribute to the spectra.”*" Quadrupolar contributions to
sum frequency signals are, in general, much smaller than the cor-
responding dipolar signals and are therefore commonly neglected.
In the presented case, however, signals over a large range of ampli-
tudes are studied and this approximation might not be justified.
The nonlinear susceptibility that describes the quadrupolar con-
tributions is formally of third order and consequently represented
by a rank 4 tensor.”””° As a consequence, the quadrupolar signals

, whereas the bulk signal solely contributes to the

can contribute quite differently to the overall Xe(f;) than the dipo-
lar contributions. A qualitative comparison between theory (includ-
ing quadrupolar contributions) and the results from our measure-
ments is shown in the supplementary material. This analysis suggests
that no significant contributions from quadrupolar bulk sources are
present in our measured data which confirms our assumption that
we can accurately describe the sum frequency response in the dipolar
limit.

quartz sample

mirror

* focal spot

pulses 1kHz

-~

beam
oscillating I\ splitter

mirror (500 Hz)

quartz reference

to
detection

FIG. 3. Schematic illustration of the setup for shot to shot referencing. The sam-
ple quartz is rotated in steps of 6° during the anisotropy measurement, while the
reference quartz remains static. The interferogram from the reference is used to
remove drifts in phase and amplitude from the sample data.
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FIG. 4. Phase resolved SFG data from z-cut quartz. (a) background corrected raw data showing the time domain signal as a function of the azimuthal angle with horizontal
and vertical slices; (b) real part after Fourier transformation along the vertical axis showing time domain signal as a function of azimuthal frequency; (c) representation of the
isotropic (red line) and 3-fold (blue line) components [3-fold component is divided by 10 in (b) and (c)]; (d)—(g) resulting decomposed spectra after Fourier transformation
along the horizontal axis for different polarization schemes. Blue and red lines correspond to 3-fold and isotropic contribution, respectively, with the corresponding axes in the
same color.
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IV. EXPERIMENTAL

The v-SFG spectra are measured with our broadband, phase
sensitive, time domain SFG spectrometer which is described in detail
elsewhere.”” 800 nm (w,) pulses are generated by an amplified Ti:Sa
femtosecond laser system (1 kHz repetition rate), and infrared pulses
(~10 uJ pulse energy) are obtained by difference frequency mix-
ing between the two outputs from an optical parametric amplifier.
All measurements are carried out with the infrared pulses tuned to
a center frequency of 2660 cm™' and a bandwidth of ~400 cm™*
(FWHM). The infrared beam is split into two parts (ratio ~95:5),
and the weak portion is combined with the 800 nm upconver-
sion beam (~10 yJ per pulse) in a 50 ym thick z-cut quartz win-
dow to generate a weak sum frequency signal serving as a local
oscillator (LO). The LO and 800 nm pulses subsequently coprop-
agate collinearly and pass a delay line with a computer-controlled
translation stage. Both pulses are then collinearly combined with
the main infrared portion and focused onto the sample surface
at an incidence angle of 70°. generating the sample SFG signal.
The interference between the local oscillator and the sample SFG
is subsequently determined by detecting the pulse intensities using
two avalanche photo diodes in a balanced detection scheme. By
scanning the translation stage, both the local oscillator and the
upconversion pulse are delayed with respect to the main infrared
pulse probing phase and amplitude of the induced vibrational
coherence.

High accuracy in phase and amplitude in the measured spec-
tra is achieved by shot to shot referencing of the acquired data. An
oscillating mirror mounted on a galvo motor is installed in the setup
which alternately samples (500 Hz) one spot on the alpha-quartz
sample and another on a stationary quartz reference (see Fig. 3).
Every time delay scan thus yields two interferograms: the responses
from the sample and reference crystal. The reference interferogram
is used in a fully automized procedure for prephasing of the sam-
ple spectra and to correct for changes in the SFG amplitude from
scan to scan. This technique allows for efficient cancellation of the
long-time phase and amplitude drifts over the course of the exper-
iment.”* Furthermore, since the orientation of the crystallographic
axes inside the reference crystal is known, we can deduce the sign
of its dominating bulk response for each polarization combination.
This knowledge is used for adjusting the sample quartz to the cor-
rect starting position for the azimuthal scans. The quartz sample
is placed on a computer-controlled rotation stage. A full azimuthal
measurement is performed by rotating the quartz sample in steps
of 6° about its z-axis while recording an entire interferogram of
the sample. The result of such a measurement is a 2-dimensional
“raw” data matrix which shows the amplitude of the interference as
a function of both, the time delay and the azimuthal angle [see, e.g.,
Fig. 4(a)].

The measurements of the different polarization combina-
tions are performed by changing the polarization of the inci-
dent beams. In contrast, the polarization of the detected sum
frequency signal from the sample is controlled by tuning the
polarization of the local oscillator which acts similar to a regu-
lar polarizer (see Ref. 22). Optically polished, z-cut alpha-quartz
crystals (MaTeck) are used as a sample and a reference. Before
each experiment, the top surface of the crystal was cleaned with
lens cleaning tissue and a drop of spectroscopy grade acetone.
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Additional information on experimental details can be found in the
supplementary material.

V. RESULTS

Figure 4(a) shows the reference corrected raw data from the
anisotropy scan of the sample quartz for the PPP polarization com-
bination. For better illustration of the two dimensional data, repre-
sentative horizontal and vertical slices through the data matrix are
included (every black cross in the slices corresponds to one data
point). As shown in Sec. 111, for Xf,}z,i,,eﬂ, we expect the presence of
one component with 3-fold and another with isotropic azimuthal
symmetry. These different contributions can be extracted by per-
forming a Fourier analysis. The raw data matrix is therefore Fourier
transformed along the vertical axis, and after proper phasing (see
the supplementary material), the real part of the resulting com-
plex matrix [Fig. 4(b)] shows the different portions of the inter-
ferogram as a function of the azimuthal frequency n (n = 0 cor-
responds to isotropic n = 1 to 1-fold symmetry, etc.). Figure 4(b)
shows that the measured raw data indeed consists of a superposition
of the two predicted components. In Fig. 4(c), these two compo-
nents are plotted on a common axis [for better clarity, the 3-fold
component is divided by 10 in Figs. 4(b) and 4(c)]. In a final step,
the two interferograms (n = 0 and n = 3) are Fourier transformed
(along the horizontal axis) into the frequency domain [Fig. 4(d)].
The final phasing of the resulting spectra is based on the spectrum
of the 3-fold component. Following the assumption that the non-
linear bulk response is fully off-resonant and shifted by 90° as a
result of integrating its contributions along the z coordinate, the
spectra are phased such that the 3-fold component purely appears
in the imaginary part of the spectrum. Finally, all amplitudes are
divided by the maximum absolute value of the 3-fold component
for normalization. This analysis is subsequently repeated for the
measurement of the polarization combinations SSP, SPP, and PSP
with the results depicted in Figs. 4(e), 4(f), and 4(g), respectively.
These final spectra are the frequency resolved, complex Xe(z) decom-
posed into their real and imaginary parts (left and right sides of the
spectra) and into their isotropic and 3-fold azimuthal contributions
(blue and red lines, respectively). For convenience and to enable a
direct comparison between the experiment and theory, these the-
oretical results are added in Figs. 4(e)-4(g) at the corresponding
positions.

This comparison shows that all contributions predicted by the
theoretical calculations appear in the measured spectra and are

« _»

located in the predicted parts of the plot. The peaks labeled “a” in
Figs. 4(d)—4(g) obviously correspond to the Xéi)uu tensor element
of the bulk nonlinear susceptibility and appear in the imaginary
part of )(e(f;). Peaks b and ¢ belong to the components C; - XI(,ic)c

-C,- Xﬁic and -C; - XI(Z;Z o> respectively, and originate from the sur-

face. In good agreement with theory, these surface contributions
are found in the real part of Xe(ﬁzr) confirming the 90° phase shift
between bulk and surface signals. The surface response has, mean-
while, a significant size; in the PPP polarization combination, its
amplitude amounts to about 7% of the amplitude of the response

from the dominating X(Z)

B aaa CONtribution. Furthermore, even the bulk
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Components C3 : XI(B,Za)bc + C4 : XI(S,Za)cb and _(C3 'Xlg,za)bc + C4 'Xl(i,zu)cb)
(peaks d and e, respectively) are clearly resolved although they show
the expected very small amplitude (roughly 60 times smaller than
Xéil)aa). The observation of these two peaks in the spectra is only
possible because Kleinman symmetry does not strictly apply in the
presence of dispersion. Their presence is moreover a direct con-

sequence of the chiral nature of alpha quartz. Tensor components
of the form XEQJ, Lk are exclusively nonzero in chiral systems and

are therefore a good reporter of chirality.” Also in perfect agree-
ment with the theoretical results is the fact that d and e have similar
amplitudes but appear in the corresponding spectra with opposite
signs.

The only deviation from the theoretical results is the presence
of the small spectral features, peaks f and g, in the imaginary parts

of)((z) and X(Z)

PPP.eff SSP,eff
at these peaks shows that they have a much smaller bandwidth and
a clearly shifted center frequency compared to all other observed
peaks. These effects become more visible in Fig. 5 where the dif-
ferent peaks are magnified [solid lines in Figs. 5(a) and 5(b)]. For
nonresonant SFG signals, the center frequency and spectral band-
width are mainly given by the center frequency and bandwidth
of the infrared pulses [see Eq. (1)]. All nonresonant contributions
should therefore be spectrally similar which is indeed the case for
all observed peaks except f and g. This suggests that these two

where theory predicts no signal. A closer look
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FIG. 5. Analysis of the resonant spectral contributions. Blue lines correspond to the
3-fold and red lines correspond to the isotropic contributions with the correspond-
ing axes in the same color. (a) and (b) show the imaginary parts of the effective
susceptibility for the PPP and SSP polarization schemes, respectively. Dotted lines
are the results of measurements at the shifted infrared center frequency. (c) shows
the real part of the effective susceptibility with decomposition of the isotropic com-
ponent into resonant (black dotted line) and nonresonant contributions (red dotted
line).
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peaks have resonant character. This conclusion can be verified by
shifting the center frequency of the infrared pulses. If f and g are
indeed of resonant origin, their peak frequencies should not change.
The entire SFG measurement for the PPP polarization combination
is therefore repeated with the infrared center frequency tuned to
2950 cm ™. After the decomposition the imaginary part is extracted
and included in Fig. 5(a) (dotted lines, 3-fold component a* and
isotropic component ).

The result of this measurement shows that the (nonresonant)
3-fold component blue shifts together with the infrared frequency
(a — a*), whereas the isotropic component indeed stays at the same
position (f — f*). This clearly confirms that peaks f and g originate
from a resonant contribution.

Comparing Figs. 5(a) and 5(b) shows that g and f do not
peak at the same frequency but are slightly shifted. f has its max-
imum at ~2870 cm™!, whereas g peaks at about 2940 cm™". These
are characteristic frequencies for the symmetric and asymmetric
stretch vibrations of CH3/CH, groups in organic compounds.”
The spectral differences between g and f can be explained by the
fact that the symmetric stretch vibration of organic compounds
on dielectric materials typically dominate in the SSP polarization
scheme, whereas PPP mainly samples the asymmetric stretch vibra-
tions.”” We can therefore conclude that the observed resonant
signals originate from a small contamination of the sample with
hydrocarbons.

Resonant signals always generate complex spectra with contri-
butions in both real and imaginary parts. There should consequently
be counter parts to these resonant peaks in the real parts of the cor-
responding Xe(;) mixed with the nonresonant surface signals b and
c. Taking the peak c as example, we show that this is indeed the
case. A closer look on the lineshape of ¢ shows that it is slightly
distorted. As shown in Fig. 5(c), we can decompose ¢ into the two
contributions ¢’ and g’, where ¢’ matches the lineshape of the other
nonresonant contributions. g’ shows meanwhile a bipolar lineshape
with its inflection point located at the peak position of g (visualized
by the vertical black line in the figure). This is exactly the expected
spectral profile for the dispersive (real) counterpart of g. This anal-
ysis thus confirms that the corresponding real parts of the signals g
and f are indeed present but buried under the nonresonant interface
signal.

From the spectra in Fig. 4, we can learn even more about
the sample contamination. The fact that the absorptive (imaginary)
parts of the resonant signal appear in the imaginary parts of Xe(ﬁz)
means that the contamination must be located at the surface and not
in the bulk (as expected for a crystal contamination with hydrocar-
bons). Furthermore, the magnitude of the resonance signal is about
5 times smaller than the nonresonant surface contribution b. Con-
sidering that resonant SFG signals are generally much larger than
nonresonant contributions and that b originates from only the top-
most atomic layers of the sample, it is reasonable to assume that the
surface coverage of the organic contamination corresponds to only
a small fraction of a monolayer. An in-depth analysis of the contam-
ination would require measurements at higher frequency resolution
(longer interferograms); however, this is beyond the scope of this
study.

At this point, we have successfully assigned all spectral fea-
tures that we observe in the decomposed spectra to specific
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contributions. We have separated different tensor elements of the
bulk response and have isolated the signal from the surface. Fur-
thermore, we have found a small resonant contribution that origi-
nates from a small contamination of the sample surface with organic
compounds. All these spectral components cover a large range of
amplitudes. The smallest recorded signals are the resonant peaks
from the surface contamination which have an amplitude as small
as 1.5% of the dominating 3-fold bulk contribution. Despite their
small size, they are still clearly resolved. The inaccuracy of our exper-
iment can be estimated by measuring the deviations of the spectra
from zero in those parts of the result where no assigned signals
appear [e.g., the isotopic real parts in Figs. 4(f) and 4(g)]. The devi-
ations there are on the order of 0.3% of the amplitude of peak a.
This means that we cover with our spectrometer a dynamic range
of >100. Note that the measured quantity in our experiments is the
amplitude of the SFG field, while more commonly used homodyned
SFG spectrometer measures the SFG intensity. The dynamic range
that we achieve here thus corresponds to more than four orders of
magnitude in intensity. This remarkable performance of our spec-
trometer owes to the combination of balanced heterodyne detec-
tion with the high accuracy in phase and amplitude. Our results
clearly demonstrate that this large dynamic range is highly ben-
eficial in SFG studies because it allows us to analyze very weak
spectral features in the presence of comparatively large, dominating
signals.

VI. DISCUSSION

As shown in Sec. V, the results from the theory and experiment are
in excellent agreement which confirms the accuracy of the presented
theoretical considerations. The amplitudes of the different contri-
butions obtained from the measurements in combination with the
mathematical framework given in the theory sections now allow to
unravel the details of the sum frequency response from alpha-quartz
and its dependence on experimental geometry. The main impact
of the interplay between bulk and surface responses on the overall
SFG signal is the variation of its phase. As shown by the theory and
experiment, the two contributions intrinsically differ in their phase
by 90° for nonabsorbing media and their relative sizes depend on
the azimuthal angle and the polarization scheme. As a consequence,
the phase of the emitted SFG signal also depends on these parame-
ters. This behavior is quantitatively illustrated in Fig. 6 showing the
phase and amplitude of the overall SFG signal as a function of the
azimuthal angle and polarization combination. The calculation of
the presented curves is performed by inserting the experimentally
obtained values into Egs. (9)-(12). Despite the relatively small size
of the surface contribution (~7% and 2% of the bulk contributions
for PPP and SSP, respectively), its impact on the overall phase can be
clearly observed. For the PPP case (red line), we see that the overall
phase significantly deviates from the phase of the bulk contribution
of +90°. The smallest deviation can be observed where the 3-fold
bulk contribution is maximized (at the azimuthal angles 0°, 60°,
etc.). The overall phase here has values of £94°; however, when turn-
ing the azimuthal angle away from these positions, the phase quickly
increases toward 180° (—180)°. For SSP, we observe the opposite
trend. The smallest deviation yields a phase of +88.9° (at ¢ = 60°)
which crosses the value of 0° where the bulk contribution vanishes.
In contrast to this angular dependent phase deviations, we obtain a
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FIG. 6. (a) Phases of the overall SFG signal from z-cut quartz as a function of
the azimuthal angle for different polarization schemes. Red line: PPP, blue line:
SSP, and black line: SPP and PSP. Shaded color bars in the bottom part repre-
sent the corresponding amplitude of the emitted SFG field (absolute values). (b)
Magnification of the marked area.

phase of exactly +90° for the SPP and PSP polarization combina-
tions (black line) because here the 3-fold and the isotropic contribu-
tions both originate from the bulk and thus only contribute to the
imaginary part of Xé;)'

These large variations in phase shown in Fig. 6 report on the
rich interplay between bulk and surface signals with the experimen-
tal geometry and characterize the overall sum frequency response
of alpha-quartz in our experiment. In order to transform our mea-
sured quantities into optical constants of the alpha-quartz crystal,
the prefactors C; are calculated and the absolute values for the dif-
ferent tensor elements of surface and bulk contributions are deter-
mined (for details, see the supplementary material). As reference

quantity serves the bulk tensor component Xga)m which has exper-
imentally been determined by several studies. The resulting values
are

Xl(a,zu)m =0.8pm/V (Ref. 50),
A2, ~ 2, = 0.0079 pm/V,
K22 = -52x1072 m? Y,

A2 7 = -38x10 2 m’/V.
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However, to properly compare the sizes of the surface and bulk
susceptibilities, we need to know z" which describes the character-
istic depth on which the nonlinear properties approach the bulk
values. The quantity z’ is an intrinsic material property and can in
the case of quartz be estimated to be on the order of z/ = 1 nm.”
This corresponds to a situation where the first 10 atomic layers
would contribute to the surface signal. Using this value, we obtain

for the two contributing surface susceptibilities X(z) = -0.52pm/V

Icce
and X(Z)

Tase = —0.38pm/V. Interestingly, these resulting values have
a very similar size as Xl(g,za)aa but the opposite sign. The fact that the
contribution from the surface is much weaker than the bulk signal is
therefore mainly related to the different sample volumes from which
they are emitted (z' < 1/|Ak;| ). Based on these values, the phase of
the sum frequency response can be calculated for any experimental
geometry.

What do we learn from these results for the use of alpha-quartz
as a phase reference in PS-SFG studies? It is common to neglect
the surface contribution and to assume a constant phase value of
+90° (phase of the bulk contribution) for the overall sum frequency
response."’1 Our results demonstrate, however, that the surface con-
tribution is not as small as often believed. It can indeed have a con-
siderable impact on the phase of the nonlinear response and should
thus be accounted for. This is, in particular, true if the quartz ref-
erence is buried under some other material. Since the magnitude
of the surface response strongly depends on the potential gradient
at the interface, it can be expected to sensitively react to changes
in its dielectric environment. In such cases, the surface response
could easily be even larger than in our study. This sensitivity can
on the other hand be exploited to obtain insight into the electrical
properties of the interface between quartz and, e.g., various liquids
by performing similar experiments as shown here on such systems.
Furthermore, our study shows the presence of a contamination of
the quartz surface with hydrocarbons. While it is possible that the
detected hydrocarbons originate from the described cleaning of the
surface, such contamination is likely a common phenomenon. Even
if the effect of these undesired signals on the phase and amplitude
is small, their rather narrow spectral profile can potentially intro-
duce small peaks in a sample spectrum when the quartz spectrum is
used as a reference. Appropriate cleaning steps might be required to
reduce this problem.

VIl. SUMMARY

In this paper, we have investigated the details of the nonlin-
ear optical response from z-cut alpha-quartz using phase resolved
sum frequency generation spectroscopy. The decomposition of the
overall signal separates the contributions from different tensor ele-
ments and isolates the surface signal. To our knowledge, the result-
ing optical constants have not yet been quantitatively determined
in an SFG experiment. The success of the decomposition is based
on the combination of anisotropy measurements with phase and
spectral resolution in one SFG experiment. The large dynamic
range of >100 that we achieve with our instrument allows us to
resolve even the weak signals arising from tensor elements which
are zero under Kleinman approximation and to identify and char-
acterize small contaminations of the sample surface with organic
compounds.
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As a result of our measurements, we find that the relative size
of the surface contribution is indeed significant and that it can
have a considerable impact on the phase of the overall sum fre-
quency response of alpha-quartz. Besides the utility of our results
for the use of alpha-quartz as a phase reference, the presented results
demonstrate more generally how we can obtain detailed spectro-
scopic information about surface and bulk properties of materials
within one experiment. An interesting extension of the presented
study would be to tune to lower infrared frequencies and probe the
bulk and surface phonons in quartz. Applying the presented tech-
nique in combination with selectively pumping different parts of the
phonon spectrum would then allow for investigating the coupling
of bulk and surface phonons and to follow the energy flow between
these different vibrational modes of the crystal.

SUPPLEMENTARY MATERIAL

See supplementary material for details on the calculation of
the susceptibilities, the determination of the background contribu-
tions, details of the data analysis, and a discussion of possible signal
contributions from quadrupole transitions.
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