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ABSTRACT: We study the molecular-level properties of the singlecrystal ice Ih surface using interface-speciﬁc sum frequency generation
spectroscopy. We probe the water vibrational bend region around 1650
cm−1 of the basal plane of hexagonal ice to understand the interfacial
structure from vibrational properties. As opposed to the stretch mode of
ice, the bending mode response depends very weakly on temperature.
The large line width of the bending mode response, relative to the
response on water, is inconsistent with inhomogeneous broadening and
points to ultrafast pure dephasing. The bending mode of ice provides an
excellent means to study adsorbate−ice interactions and understand
diﬀerences in ice and water reactivity.

■

INTRODUCTION
The water−air and ice−air interfaces act as active sites for
chemical reactions in both natural and engineering settings.
Water molecules at the surface truncate the hydrogen bond
network, which leads to unique physical properties that deviate
from the bulk. The properties of interfacial water molecules
have been extensively studied owing to their relevance in
atmospheric,1,2 biological,3 electrochemical,4,5 and geological
sciences.6 Ice interfaces have raised particular scientiﬁc interest
owing to their reported high catalytic activity7,8 and
implications in frost heave, supraglacial chemistry,9 and
exchange of trace gases establishing atmospheric concentrations of species.10 Information on the molecular properties
of speciﬁcally the interface can be obtained with surfacespeciﬁc vibrational spectroscopic methods, such as sum
frequency generation (SFG) spectroscopy.11,12 As a secondorder nonlinear technique, SFG is inherently interface-speciﬁc
owing to its selection rule that inversion symmetry must be
broken for the signal to be generated. In this method, two laser
beams, an infrared beam in resonance with a vibrational
transition, and a visible beam for upconversion are overlapped
in space and time. An SFG signal is generated at the sum of the
frequencies of the two incoming laser beams. When the
infrared beam is vibrationally resonant with surface molecules,
the signal is enhanced. The SFG intensity as a function of
infrared frequency thus provides the vibrational spectrum of
speciﬁcally the interfacial molecules.
SFG research has traditionally focused on the ∼3300 cm−1
OH stretch mode of water in the study of interfacial properties
of aqueous systems. The stretch mode frequency is correlated
to hydrogen bond strength,13,14 allowing access to the
molecular structure information from spectroscopic observables. The stretch mode region of water gives a relatively high
© 2021 The Authors. Published by
American Chemical Society

intensity compared to other vibrational modes, simplifying
signal detection.
Despite the clear advantages, water vibrational stretch mode
spectra can be challenging to interpret because of the strong
eﬀects of inter- and intramolecular couplings on the spectral
line shape.15−18 This coupling causes delocalization of
vibrational OH stretch quanta, aﬀecting the vibrational
response. Further complications appear in the presence of
other moieties with OH groups because of interference of the
vibrational OH stretch of water with that of alcohols, other
biomolecules, etc. The HOH bending mode of water can act as
an insightful alternative to the stretch mode as it avoids such
complications. The weaker intermolecular coupling for the
bending mode and the correlation of the bending mode
frequency to the hydrogen-bonding strength can complement
the stretch mode results.19,20 Because of its smaller transition
dipole moment, the bending mode is expected to be less
inﬂuenced by intermolecular dipole−dipole coupling, which
was recently experimentally veriﬁed for water interfaces.21
Furthermore, the bending mode of water is spectrally separate
from the C−O−H and C−N−H bending modes of alcohols
and biomolecules, making such composite systems simpler to
study. The vibrational bending region has thus recently gained
interest for obtaining molecular information on both bulk and
interfacial systems.
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Figure 1. Experimental SFG measurements (dots) and ﬁts (solid lines) in the vibrational stretch (a) and (b) bending mode region recorded from
the surface of ice at two diﬀerent temperatures, both measured using SSP polarization combination. The intensity axes in the left and right panels
can be directly compared, indicating that the bending mode intensity is at least an order of magnitude smaller than that of the stretch mode.

The ﬁrst SFG measurements of the vibrational bending
mode of interfacial water, at ∼1650 cm−1, dates back to
2012,22 but has not yet been reported for ice. Previous
theoretical work has shown that, for ice, the total dipole
moment is reduced because of anticorrelated eﬀects of
permanent and induced dipole moments, indicating it is
more challenging to determine the bending mode response
from the surface of ice than of water.23,24 Nevertheless, the
bending mode region of interfacial ice is of fundamental
importance, as its line shape may provide information on the
low-frequency excitations and bending−libration coupling
mechanisms25 at interfaces, and on the bending overtone,
which determines the rate of vibrational energy relaxation.26 As
the bending mode is expected to be a more “local” probe than
the stretch mode, it can be important for studies of adsorbatebased systems on the surface of ice, allowing one to observe
spectral changes without intermolecular coupling eﬀects.23

temporally on the sample at incident angles of 64° and 40°,
respectively, with respect to the surface normal. At the sample,
the visible and IR pulse energies were roughly 10 and 1 μJ,
respectively. The SFG signal was focused onto an electronmultiplied CCD (EMCCD) camera (Andor) and dispersed by
a spectrometer (Acton). The spectra were taken in two
polarization combinations: SSP and PPP where the polarization combination stands in the order of the polarizations of
the SFG, visible, and IR light. The SFG measurements were
conducted for 20 min on ice and 4 min on water, typically 10−
15 times. The averaged sample spectrum was backgroundsubtracted and then normalized using a reference z-cut quartz
spectrum measured in SSP polarization. Data in the stretch
mode were collected on a diﬀerent setup, the details of which
are mentioned in the Supporting Information of our previous
work.29
The ice sample for the infrared measurements is prepared by
pressing a water droplet between two windows and placed in a
cryostat. The infrared spectra are measured using a
PerkinElmer 881 double-beam IR spectrometer.

■

METHODS
Ice Sample Preparation. Single-crystalline ice boules with
a diameter of ∼6 cm were grown using the Czochralski
method.27 After conﬁrmation of single crystallinity under a
cross-polarizer setup, a thin slice of ice was cut from the boule
to analyze the orientation of the ice crystal using the etch-pit
technique.28 Subsequently, from the boule, an ∼5 mm slice
with the basal plane orientation was obtained using a band saw
and formed into a 44 mm diameter sample using a heated
metal mold. The sample was mounted onto a microtome and
cut to optically ﬂat gradeness using a triple-faceted blade from
Leica. The sample was subsequently enclosed in a cell with a
CaF2 window and annealed for ∼12−15 h before a
measurement. In the setup, the ice cell was rotating on a
cooling copper stage during the entire measurement to avoid
accumulated heat eﬀects from the laser beams.
SFG and FTIR Setups. A femtosecond Ti-Saphhire
ampliﬁed laser system (Coherent Libra) provided 800 nm,
∼50 fs pulses at a repetition rate of 1 kHz, with an output
power of 5 W. A part of the visible output (∼2 W) was used to
pump an optical parametric ampliﬁer (TOPAS light conversion), generating broad band IR pulses covering the
bending mode region. Another part (∼1 W) of the visible
beam went through an etalon to generate a narrow pulse of
approximately 20 cm−1 bandwidth. To generate the SFG
signal, the visible and IR pulses were overlapped spatially and

■

RESULTS AND DISCUSSION
Here, we report vibrational bending mode spectra of interfacial
ice Ih, measured using SFG spectroscopy (see Supporting
Information for experimental details). The single-crystalline ice
samples are oriented to measure the basal plane. The diﬀerent
planes of ice, basal, and prism faces expose diﬀerent
termination motifs and, thus, could alter the SFG response.
Figure 1a,b shows SFG spectra of ice in the vibrational stretch
and bending mode regions, respectively, at comparable
temperatures in the SSP polarization combination. The stretch
mode spectrum is dominated by a signal at roughly 3200 cm−1
assigned to O−H modes hydrogen-bonded to neighbors. The
signal at 3700 cm−1 originates from so-called free OH groups,
whereas the 3500 cm−1 could be mainly attributed to the
asymmetric stretch mode of fully coordinated water molecules.30 As apparent from Figure 1a, the ice surface exhibits a
strong temperature dependence in the OH stretch region, with
an ∼100% intensity increase for an ∼7% temperature decrease
from 260 to 243 K. A possible explanation for this signal
increase could be the enhanced orientation of interfacial water
molecules at lower temperatures. However, MD simulations,
shown in Figure S6, reveal that the orientational ordering of
water molecules in the top two bilayers on the ice surface can
22938
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Figure 2. (a, b) Experimental SFG measurements (dots) and ﬁts (solid lines) in the vibrational bending mode region of interfacial ice (blue) and
water (red) with SSP measurements depicted in the left column and PPP in the right. Water and ice spectra, also SSP and PPP, are plotted on the
same scale; see the Supporting Information for correction due to intensity alteration on the window of the ice cell. (c, d) Imaginary χ(2) for both
polarization combinations obtained from the spectral ﬁts. (e) Linear infrared absorption spectra for bulk ice and water in the H−O−H bending
region.

account only for an ∼10% increase in the SFG intensity over
this limited temperature interval. Therefore, only a small
fraction of the signal increase can be explained by enhanced
orientation. Thus, the major change in the stretch mode
intensity for interfacial ice is attributed to temperaturedependent intermolecular coupling in the stretch region.31 In
contrast, Figure 1b shows no indication of a similar intensity
increase for the interfacial ice bending mode region upon
lowering the temperature, in-line with the notion that bending
modes are weakly coupled. The response in the bending region
is, however, less straightforward than that in the stretch region.
For the stretch region, several clear peaks can be identiﬁed. In
contrast, the bending mode response appears derivative-like
because of a relatively sizable nonresonant contribution to the
overall signal, as apparent from the high baseline relative to the
signal size.

Figure 1a reveals a red shift of the stretch mode upon a
decrease in temperature, as reported before.32 A red shift in the
stretch mode region is associated with stronger hydrogen
bonding. Conversely, stronger hydrogen bonding is reﬂected
by a blue shift of the bending mode frequency, as ﬁrst shown
by Falk.33 For the given temperature interval, the ∼15 cm−1
red shift of the low-frequency peak of ice in the stretch region
translates to a negligible frequency shift in the bending region,
as per the empirically inferred relationship34 between the
frequencies of the two modes. Indeed, no shift is apparent from
the data in Figure 1b. Having established that the bending
mode is less aﬀected by intermolecular coupling, we further
analyze the bending mode response at the ice interface and
compare it with the response of water.
Figure 2a,b represents the bending mode SFG intensity
obtained from the interfaces of ice and water for the
polarization combinations SSP (left column) and PPP (right
22939
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similar stretch frequency (Figure S5). The amplitude, central
frequency, and line width of the high-frequency bend feature
are allowed to vary between ice and water spectra. From ﬁtting
of the interfacial ice SSP spectrum, a strong correlation
between the position and width of the high-frequency peak was
observed. The peak frequency varied between 1706 and 1689
cm−1 when the peak width is varied between 200 and 300
cm−1; Table 1 shows the ﬁtting parameters, and Figure 2c
shows the imaginary part of the ﬁtted response function.
A comparison of the interfacial ice and water spectra of the
SSP polarization combination reveals that the ice bending
mode is blue-shifted by ∼35 cm−1 (taking an average peak
position of 1697 cm−1 for the ice SSP response). This blue
shift for the bending mode feature represents stronger
hydrogen bonding. From the empirical relationship34 between
the bend and stretch frequencies, a blue shift of 35 cm−1 for
the bending mode of ice corresponds very well with the ∼200
cm−1 red shift observed (see Supporting Information) for the
stretch mode in ice compared to that in water.
The vibrational bend bandwidth is roughly doubled for
interfacial ice (200−300 cm−1) compared to water (110 cm−1),
as is apparent from the raw data in Figure 2a and the ﬁts
presented in Figure 2c and Table 1. This is in strong contrast
to the OH stretch line shape being much narrower for
interfacial ice than for interfacial water (Supporting Information), further narrowing upon lowering of the temperature of
ice.39 If the ice surface bending mode was inhomogeneously
broadened, the observed bandwidth, >200 cm−1, would
translate to an extremely broad band of more than 1000
cm−1 in the stretch region, using the empirical relationship
mentioned above. This is clearly not observed, indicating that
the bending mode of ice is predominantly homogeneously
broadened, with a short dephasing time of the ice bending
mode, which would include the pure dephasing time,
population, and orientational relaxation. Ultrafast studies of
the bulk water bending mode report a vibrational lifetime of
∼170 fs21,40 and an ultrafast anisotropy decay of 80 fs.41 The
>200 cm−1 bandwidth of the bending mode of ice compared to
that of water, and the incompatibility with the inhomogeneous
broadening mechanism, suggests sub-25 fs vibrational dephasing times for the bending mode of ice. Consistent with the
interfacial spectra, the bulk bending mode spectrum also has a
broader line shape for ice, as seen from Figure 2e, also opposite
to the stretch mode.42
The ﬁtting for the PPP spectra was conducted by keeping
the SSP parameters corresponding to the eﬀective (i.e.,
including the Fresnel factors) χ(2)
xxz consistent (the amplitudes
were adjusted according to prefactors as per eq 1 in the
Supporting Information) and by adding an additional peak
representing an eﬀective χ(2)
zzz as the additional tensor element
in PPP spectra. The nonresonant signal contribution is kept
purely real. Both PPP spectra can be very well ﬁtted (see
Figure 2b) and result in an additional peak at 1646 and 1679
cm−1 for ice and water, respectively.
From a comparison of the raw data for the two polarization
combinations, we observe a spectral shift to the red side for the
PPP spectrum compared to that for the SSP spectrum for both
ice and water (Figure S3). Considering the complications of a
direct comparison from the data ﬁts according to the tensor
elements described before, the spectral shift was quantiﬁed
using simple sigmoidal ﬁts (more details can be found in the
Supporting Information) to the ice and water spectra. For
water, the PPP spectrum shift is quantiﬁed to be ∼20 cm−1 to

column) as a function of the IR frequency. From the raw data,
it is apparent that the bending mode response of ice is blueshifted and substantially broadened compared to that of water.
Both eﬀects are qualitatively also present in the bulk infrared
response (Figure 2e), but the blue shift is more pronounced at
the interface. Perhaps remarkably, the SFG intensity for ice and
water in the bending mode region is comparable. This
observation is remarkable for two reasons: First of all, the
intensities in the stretch mode region are strikingly diﬀerent,
with interfacial ice having a considerably higher intensity than
water, as shown in the Supporting Information. This diﬀerence
is in-line with the strong intermolecular coupling present in the
stretch region for ice31 and its absence in the bending region.
Second, the bulk infrared response of the ice bending mode is
substantially weaker (by a factor 2−3) than that of liquid water
(see Figure 2e). Nonetheless, the SFG bending mode
intensities are very similar for ice and water.
The bend spectra display dispersive line shapes for both
polarization combinations. The PPP spectra are less intense for
both ice and water, compared to the SSP spectra. The SSP
response is most insightful because it is determined by one
(2)
(2)
independent (χ(2)
second rank
xxz = χyyz ) element of the χ
tensor; the PPP response, in contrast, contains contributions
35
(2)
from two (χ(2)
as
xxz and χzzz) independent tensor elements,
explained in the Supporting Information. To quantify the
observed spectral changes, the SSP spectra are ﬁtted using a
purely real nonresonant contribution and two complex
resonant Lorentzian contributions (see Supporting Information for ﬁt functions and Table 1 for the ﬁtting parameters).
Table 1. Fitting Parameters for the Bending Mode Spectra
of SSP and PPP Polarization Combinations for Both Ice and
Watera
NR Amp
ω1 cm−1
2σ(ω1) cm−1
A (ω1)
ω2 cm−1
2σ(ω2) cm−1
A (ω2)
ω3 cm−1
2σ(ω3) cm−1
A (ω3)

ice SSP

water SSP

ice PPP

water PPP

−0.14
1612
130
0.9 (2.57)
1706 (1689)
200 (300)
−7.3 (−13.8)

−0.16
1612
130
1.3
1661
110
−3.6

0.1
1612
130
−0.54 (−1.5)
1706 (1689)
200 (300)
4.38 (8.28)
1646
60
1.1

0.13
1612
130
−0.78
1661
110
2.16
1679
60
−0.8

Article

Values in brackets for ice denote alternative ﬁtting parameters.

a

The interfacial water SSP spectrum was described in
accordance with previously reported parameters,20 in agreement with the reported heterodyne measurements of the
water−air interface.36 The high-frequency resonance is
attributed to a DD-type water molecule, which donates two
hydrogen bonds. The low-frequency resonance corresponds to
a D-type molecule having one H-bond donating OH group and
a dangling, free OH group.19,20,37,38 Thus, the low- and highfrequency contributions correspond to water molecules having
a free OH and the strongly hydrogen-bonded water molecules
at the surface, respectively.
To ﬁt the interfacial ice SSP spectrum, the center frequency
and line width of the low-frequency feature, corresponding to
interfacial molecules with a free OH, are kept similar to the ﬁt
for water. This assumption is based on the observation that the
free OH groups at the interface of water and ice have a very
22940
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the red side. This shift is in-line with the 15 cm−1 shift reported
before,38 explained by the authors as an interference eﬀect of
two types of hydrogen-bonding populations giving the same
resonances in both the PPP and SSP responses. However, we
observe that an additional peak is needed to describe the PPP
response; solely, the SSP response is not enough. Interestingly,
we observe an even larger frequency red shift for PPP
compared to that for SSP in the case of interfacial ice,
amounting to ∼50 cm−1 as per the sigmoidal ﬁt. This 50 cm−1
shift is in good agreement with the frequency diﬀerence
between ω2 and ω3 in Table 1, indicating that for ice the PPP
signal is dominated by the χ(2)
zzz tensor element. See the
Supporting Information for an elaborate discussion on the
Fresnel factors showing that optical eﬀects due to setup
geometry are not causing the diﬀerences.
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CONCLUSIONS
In conclusion, this work has shed light upon the observed
contrasting features of the bending mode spectra for ice and
water compared to the stretch mode. Stronger hydrogen
bonding for ice manifests as a red shift in the stretch mode
region and a blue shift in the bending mode region, as was
empirically predicted and experimentally conﬁrmed by our
measurements. A comparable intensity of the bending mode
for ice and water (unlike for the stretch mode), and little or no
temperature dependence in our range of temperature variation,
points toward negligible intermolecular coupling for the
bending mode region. The anomalously increased bandwidth
of ice in the bending mode compared to that of water points
toward the line-broadening mechanism to be predominantly
homogeneous, unlike that in the stretch mode. Also,
polarization-dependent studies in the bending mode region
indicate an inherent 20 and 50 cm−1 frequency shift between
the SSP and PPP spectra for ice and water, respectively, the
origins of which remain incompletely understood. These
results, providing insights into the bending mode region of ice,
also provide the basis for exploring a plethora of molecules, in
particular, ice-binding proteins or small organic molecules with
carbonyl groups, on the surface of ice.
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