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ABSTRACT: It is generally accepted that the hydroxide ion (OH−) is a strong hydrogen
bond acceptor and that its anomalously high diﬀusion constant in water results from a
Grotthuss-like structural diﬀusion mechanism. However, the spatial extent over which
OH− ions inﬂuence the dynamics of the hydrogen-bond network of water remained largely
unclear. Here, we measure the ultrafast dynamics of OH groups of HDO molecules
interacting with the deuterated hydroxide ion OD− . For solutions with OD −
concentrations up to 4 M, we ﬁnd that HDO molecules that are not directly interacting
with the ions have a reorientation time constant of ∼2.7 ps, similar to that of pure liquid
water. When the concentration of OD− ions is increased, the reorientation time constant
increases, indicating a strong slowing down of the structural dynamics of the solution.

■

that diﬀer from those of the aqueous proton.27,37−42 In
particular, these simulations have shown that hydroxide ions
can form hypercoordinated structures in which the oxygen
atom of OH− is coordinated by four water molecules. This
structure was found to be quite stable, thereby impeding
further transfer, which could be part of the reason why OH−
ions diﬀuse slower than H3O+ ions.27 Until now, conclusive
experimental evidence for the presence of this hypercoordinated structure has not been provided.
Ultrafast mid-infrared (IR) spectroscopy is a powerful
technique to study molecular structures and inter- and
intramolecular interactions with a time resolution down to
tens of femtoseconds. These characteristics make ultrafast midIR spectroscopy very well suited to investigate hydrogen-bond
dynamics that occur on time scales on the order of
(sub)picoseconds. Recently, this technique has been used to
study the diﬀusion and structural rearrangement of OH− ions
in NaOH (and NaOD) solutions.31,33,34,43 By probing the
dynamics of OH groups that directly interact with the OH−
ions, it was found that the transfer of the hydroxide charge is
relatively slow, with a lower bound of 3 ps, compared to the
time scale <2 ps that has been observed for H3O+ ions.20,21
While these experimental studies provided information on the
rate and mechanism of the OH− ion transfer in aqueous media,
the inﬂuence of the OH− ions on the dynamics of the

INTRODUCTION
Proton transfer via hydronium (H3O+) and hydroxide ions
(OH−) is of fundamental importance in many chemical and
physical processes, ranging from acid−base reactions to proton
conducting membranes.1−13 Compared to other ions, H+ and
OH− ions exhibit an anomalously high mobility in aqueous
solutions. This high mobility has been explained from a rapid
exchange between hydrogen bonds and covalent bonds,
leading to charge transfer, the so-called Grotthuss mechanism.14 The molecular-scale details of this mechanism remain
an active ﬁeld of experimental and theoretical research.15−27
Interestingly, the hydrated proton (H3O+) and acid water
solutions have been the subject of numerous experimental
investigations, whereas experiments on aqueous hydroxide
solutions are relatively scarce.28−34 Until now, there have only
been a few studies on the eﬀect of hydroxide ions on the
dynamics of water.29,30,32 In these studies, it was found that for
hydroxide concentrations up to 3 M, the eﬀect on the
dynamics of water is negligibly small.29,32 In contrast, at a
hydroxide concentration of 10 M, a very strong eﬀect on water
dynamics is observed,30 but the time range over which the
reorientation could be measured in this experiment was limited
(<2 ps). As a result, a clear picture of the eﬀect of high
concentrations of hydroxide ions on the dynamics of water is
still missing.
One possible reason for the limited number of studies of the
eﬀect of OH− ions on the dynamics of water is that the
diﬀusion of aqueous hydroxide ions has long been believed to
be the mirror image of that of aqueous protons, showing
similar solvation structures as the proton, such as the
hydroxide Eigen structure H7O4− (HO−···3H2O) and the
hydroxide Zundel structure HO−···H···OH.35,36 However, over
the last decades, molecular dynamics simulations indicated that
the transfer of aqueous hydroxide ions involves mechanisms
© 2020 American Chemical Society
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tunable idler (2060−4500 nm). At 3390 cm−1, the pulses have
an energy of 25 μJ, a bandwidth of 90 cm−1, and a pulse
duration of 280 fs. A small portion of the generated IR beam is
split with a ZnSe beamsplitter to create the probe. Using a
zero-order λ/2 waveplate, the polarization of the pump beam is
set at 45° with respect to the probe beam. After the sample, the
parallel or the perpendicular component of the probe is chosen
using a wire grid polarizer.
The pump pulse promotes a few percent of OH stretch
vibrations from the ground state to the ﬁrst excited vibrational
state, |0⟩ → |1⟩. This excitation leads to stimulated emission
and a reduced absorption of the probe pulse, thus leading to
enhanced transmission of the probe (bleach). We thus detect a
transient absorption signal Δα (=ln[T0/T]) < 0, with T/T0 the
pumped-unpumped transmission ratio of the sample. The
probe pulse can also further excite the excited OH vibration to
the second excited state |2⟩, thus giving rise to an induced
absorption signal (positive absorption change) at lower
frequencies (deﬁned by the anharmonicity of the OH stretch
vibration), that is, Δα (=ln[T0/T]) > 0.
The pump will preferentially excite OH stretch vibrations
that have their transition dipole moments oriented parallel
with the pump polarization. Hence, the excitation results in an
anisotropic distribution of excited oscillators. This anisotropy
can be probed with probe pulses that have their polarization
parallel and perpendicular to that of the pump pulse.
Immediately after the excitation, the anisotropy will be high,
but over time, the excited HDO molecules will show
orientational diﬀusion making the excitation distribution
increasingly isotropic. Consequently, the change of the
anisotropy as a function of time provides information on the
molecular reorientation. The anisotropy is deﬁned as

hydrogen-bond network of water remains practically unexplored.30,44
The reorientation dynamics of water molecules in aqueous
solution can be well studied with polarization-resolved
femtosecond vibrational spectroscopy.45−49 In this technique,
the reorientation dynamics of a vibrationally excited OH or
OD group of a HDO molecule in isotopic dilution (OD in
H2O or OH in D2O) is measured. Irrespective of whether the
OH or OD group is probed, the measured reorientation
dynamics are representative for the dynamics of all water
molecules present in solution. For the study of the dynamics of
water in hydroxide solutions, the two isotopic alternatives have
their advantages and disadvantages. The OD vibration of HDO
dissolved in H2O has the advantage that its excitation lifetime
of T1,OD = 1.8 ps provides a quite large time window (typical
5−6 times T1) to study molecular dynamics and bonding
interactions.50 However, the addition of OH− ions gives rise to
background absorption that could mask the OD stretch
band30,51 and may induce more complex relaxation mechanisms.52 In this respect, the OH vibration in D2O is a better
choice because it is spectrally well-isolated from the continuum
that results from the interaction of D2O with OD−, as shown in
Figure 1. A disadvantage of probing the OH vibration is that

R=

Δα − Δα⊥
Δα + 2Δα⊥

(1)

where the denominator is the so-called isotropic signal that
depends only on vibrational energy relaxation and spectral
diﬀusion
Figure 1. Linear IR spectra of 8% HDO isotopically diluted in
NaOD/D2O solutions at four diﬀerent concentrations. The spectra
are normalized to the maximum of the OH stretch peak at 3400 cm−1
in neat D2O. The low frequency shoulder is assigned to OH groups of
HDO molecules that form strong hydrogen bonds with OD− ions,
while the high frequency shoulder OH− ions are weak hydrogen-bond
donors. The inset shows the deuteroxide continuum far from the OH
spectral region. The purple-shaded bar indicates the region where the
transient absorption spectra were measured.

Δαiso =

■

Δα + 2Δα⊥
3

(2)

RESULTS
Linear IR Spectra. We prepared deuteroxide solutions by
diluting a commercially available solution of 40 wt % NaOD
(Sigma-Aldrich products) in D2O (99.96%). We add HDO
keeping the OH/OD ratio constant at 4% for all studied
solutions. The sample cell consists of two parallel CaF2
windows separated by a Teﬂon spacer of 50 μm.
Figure 1 displays linear absorption spectra of the HOD/
NaOD/D2O solutions. The main band around 3400 cm−1 is
assigned to the OH stretch vibration. With increasing OD−
concentration, a shoulder at lower frequencies rises that we
assign to OH groups of HDO molecules forming strong
hydrogen bonds to OD− ions. There is a weak shoulder in the
blue wing at 3600 cm−1 that also rises with increasing OD−
concentration. This shoulder is attributed to the stretch
vibration of OH− ions that are weak hydrogen-bond donors.
The inset in Figure 1 shows that the vibrations around 3400
cm−1 are spectrally well isolated from the continuum arising
from the interactions of the abundant D2O molecules with
OD− ions.

the study of the reorientation dynamics is limited to a short
time interval because of the relatively fast relaxation of the
excited OH stretch vibration, T1,OH = 0.7 ps.53 Here, we
present a study of the reorientation dynamics of water
molecules in a series of solutions of sodium deuteroxide in
D2O by measuring the dynamics of the OH stretch vibration of
HDO molecules.

■

EXPERIMENTAL SECTION
We performed polarization-resolved femtosecond mid-IR
transient absorption measurements using light pulses centered
at 3390 cm−1 at 1 kHz repetition rate. The mid-IR pulses are
generated via optical parametric down ampliﬁcation using a
KTA crystal (Orpheus-ONE-HP, Light Conversion). This
process results in a tunable signal (1350−2060 nm) and a
8310
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band centered at 3340 cm−1. These bands refer thus to OH
oscillators in the ﬁrst solvation shells of OD− ions and to OH
oscillators outside the ﬁrst solvation shell, which we will refer
to in the following as bulk OH oscillators, although these latter
oscillators cannot be rigorously denoted as bulk when the
concentration of OD− is very high. Previous studies showed
that the heating eﬀect is often delayed in comparison to the
relaxation of the OH stretch vibration.53,55 This delay has been
explained from the relatively slow adaptation of the hydrogenbond network to the local energy dissipation resulting from the
vibrational relaxation. The isotropic signal shows a negligible
further evolution after 5 ps, as shown in the inset of Figure 3,
which implies that the system has fully relaxed.

Vibrational Relaxation Dynamics. Figure 2 shows
isotropic transient absorption spectra in the spectral region

Figure 3. Parallel (blue), isotropic (yellow), and perpendicular (red)
absorption change Δα as a function of delay time following the
excitation of the OH vibration of HDO in a 3 M NaOD/D2O
solution. The inset zooms in the isotropic signal at long delay times.
The solid lines are ﬁts to the models presented in the text.

Based on the above considerations, we arrive at the kinetic
model shown in Figure 4. This model comprises two initially
Figure 2. Transient spectra of aqueous solutions of NaOD in D2O at
0, 3, and 8 M concentrations. All samples contain 8% HDO. The dots
indicate the experimental data, while solid lines are ﬁts to the
relaxation model described in the main text.

of the OH stretch vibrations measured at diﬀerent delays for
three diﬀerent OD− concentrations. We only show spectra
from delays of 0.4 ps onwards as the spectra at earlier times
show eﬀects of spectral diﬀusion54 and coherent coupling of
the pump and probe pulses. The transient spectra are
dominated by the bleaching of the fundamental |0⟩ → |1⟩
transition. In the low-frequency region, we observe the eﬀect of
induced absorption of the |1⟩ → |2⟩ transition.50
At delay times >5 ps, the vibrational excitation has relaxed,
and the energy has thermalized over the focus of the sample
leading to a local temperature increase (on the order of a few
K).55 This heating leads to a decrease and blue-shift of the
absorption spectrum of OH vibration, which corresponds to a
long-living bleaching eﬀect in the red wing of the transient
absorption spectra of Figure 2.
In modeling the vibrational dynamics of the excited OH
vibration of HDO molecules dissolved in NaOD/D2O
solutions, we take into account the fact that the transient
spectra result from the excitation of two diﬀerent species: the
OH vibration of HDO molecules that donate a hydrogen bond
to the oxygen of a surrounding water molecule, with an
absorption band centered at 3420 cm−1, and the OH vibration
of HDO molecules H-bonded to OD−, with an absorption

Figure 4. Schematic energy level diagram of the model that describes
the vibrational dynamics of hydroxyl groups around 3400 cm−1. Solid
arrows indicate the channels for vibrational relaxation. The
intermediate step represents the delayed adaptation of the hydrogen-bond network to the resulting vibrations from the fast relaxation
process. The details of the model are described in the text.

excited OH species that relax via an intermediate state to a hot
ground state. The transitions between the diﬀerent components are described with the following set of diﬀerential
equations
d
Ni(t ) = K ijNj(t )
dt

(3)

where Ni(t) is the population dynamics, Kji is the rate matrix
that contains the transition rates according to the kinetic
model, and the labels i and j refer to the diﬀerent states
8311
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ion-associated OH vibrations, respectively. The time constant
of the intermediate state, T*, expressing the delayed rise of the
thermal eﬀect, has a value of ∼0.8 ps at the lowest OD−
concentration. This time constant slightly increases with an
increasing OD− concentration (see Supporting Information),
probably as a result of the hydrogen-bond network becoming
more rigid at high concentrations.
In the above description, we did not consider the possibility
of energy exchange between the two initially excited OH
species. However, recent experiments have shown that the bulk
and ion-associated bands exchange energy with a time constant
of ∼9 ps.56 This energy exchange is much slower than the
vibrational relaxation of the bulk and ion-associated OH
vibrations, which implies that the energy exchange will have a
negligible eﬀect on the overall relaxation dynamics.
Reorientation Dynamics. Figure 3 shows the parallel and
perpendicular absorption change for a 3 M NaOH/D2O
solution. We observe that the parallel and perpendicular signals
diﬀer at delay times at which the isotropic signal has fully
relaxed, that is, it has become fully thermal. This residual
anisotropy indicates that the ﬁnal relaxed state has retained
some memory of the orientation of the originally excited state.
This result shows that the vibrational relaxation is fast
compared to the characteristic reorientation time of the
excited molecules and the global energy redistribution time. In
all investigated samples, the vibrational energy relaxation time
constants are signiﬁcantly shorter than the characteristic
reorientation time of water of ∼2.6 ps. With increasing OD−
concentration, the fast ion-associated relaxation pathway
becomes more dominant, which increases the residual
anisotropy of the hot ground state.
We use the information obtained from the modeling of the
isotropic data to model the anisotropy data. Using eqs 1, 2, and
5, the parallel and perpendicular transient absorption can be
written in terms of the characteristic reorientation and
relaxation mechanisms for each i-component as

considered in the kinetic relaxation model. The rate matrix
corresponding to the relaxation mechanism of Figure 4 is
É
ÅÄÅ− k
0
0 ÑÑÑÑ
ÅÅ
bulk 0
ÅÅ
ÑÑ
ÅÅ
Ñ
ÅÅ 0
− k ion 0
0 ÑÑÑ
ÑÑ
K ij = ÅÅÅÅ
Ñ
ÅÅ+ k bulk + k ion − k 0 ÑÑÑ
ÅÅ
ÑÑ
*
ÅÅ
Ñ
ÅÅ 0
+ k 0 ÑÑÑÑÖ
0
(4)
ÅÇ
*
where kbulk and kion are the decay rates of bulk and ionassociated OH excitations, and k* is the decay rate of the
intermediate state to the hot ground state. Each decay rate
corresponds to a time constant, Ti = 1/ki.
Each vibrational level has an associated transient absorption
spectrum, σi(ω), and the total isotropic transient signal is given
by
n

Δαiso(t , ω) =

∑ Ni(t )σi(ω)
i=1

Article

(5)

where n is the number of levels. Notice that the intermediate
state has no associated transient absorption diﬀerence
spectrum: this state only serves to account for the delayed
rise of the signal of the hot ground state.
By combining eqs 3−5, the energy relaxation time constants
and the spectral components are obtained via a least-squares
minimization process (see Supporting Information). In order
to reduce the number of ﬁtting parameters, the spectrum of the
thermal ground state is extracted from the spectra at late delay
times. Hence, the only ﬁtted parameters are the spectral traces,
σbulk and σion at each concentration. The decay time constants,
Tbulk and Tion, are treated as global ﬁtting parameters, meaning
that they are assumed to be the same at all concentrations.
Figure 5 shows the results of the spectral decomposition of the

m

Δα (t , ω) =

∑ [1 + 2R i(t )]Ni(t )σi(ω)
i=1

(6)

m

Δα⊥(t , ω) =

∑ [1 − R i(t )]Ni(t )σi(ω)
i=1

(7)

We can now associate an anisotropy dynamics function Ri(t)
with each level. We assume that for all levels the anisotropy
dynamics follows a monoexponential decay, as
R i(t ) = Ai e−t/ τor,i

(8)

The decay time constant, τor,i, of each anisotropy component
Ri, is obtained from a global least-squared analysis of the
transient absorption data measured in parallel and perpendicular polarization conﬁgurations (see Supporting Information).
We use several physical considerations to limit the number of
free parameters. The ﬁrst consideration is that the initial
anisotropy of all levels cannot exceed a maximum theoretical
value of R(0) = 2/5. We also take the initial anisotropy Abulk as
a concentration-independent global parameter. The solid
curves in Figures 3 and 6 represent the resulting ﬁts, which
describe the data very well. We ﬁnd that the contribution to
the total anisotropy of ion-associated OH groups is negligible
from 0.4 ps onwards because of its extremely short vibrational
relaxation time. The reorientation time constant τ or,hgs
associated with the hot ground state is signiﬁcantly larger

Figure 5. Spectral decomposition of the transient absorption
spectrum measured at 0.45 ps delay time for a solution of HDO
and 3 M NaOD in D2O solution. The black circles represent the
experimental data, and the gray curve results from a least-square
optimization of the model given by eqs 3−5 to the experimental data.

transient absorption spectrum measured at 0.45 ps delay time
for a solution of HDO and 3 M NaOD in D2O (the ﬁt and
spectral decomposition at diﬀerent concentrations are
provided in the Supporting Information). The shapes of σbulk
and σion show very little change when the OH− concentration
is varied, but their amplitudes strongly depend on the
concentration. The ﬁtted decay rates correspond to time
constants of 0.78 ± 0.05 and 0.29 ± 0.05 ps for the bulk and
8312
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been studied with dielectric relaxation spectroscopy, both in
the GHz domain29 and in the THz domain with time-domain
THz spectroscopy.32 Dielectric relaxation studies of hydroxide
solutions in the GHz domain are complicated by the large
ionic conductivity of the ions, which obscures the dielectric
relaxation modes that represent the reorientation of the water
molecules. As a result, dielectric relaxation studies in the GHz
domain have only been performed for hydroxide solutions with
concentrations up to 2 M.29 In this study, no frequency shift of
the main relaxation mode of water was observed, meaning that
the average reorientation time constant does not signiﬁcantly
change, in agreement with our results for concentrations up to
2 M. In dielectric relaxation studies using time-domain THz
spectroscopy, the ionic conductivity forms a less important
contribution, and thus, hydroxide solutions with concentrations up to 5 M could be studied with this technique.32
However, with time-domain THz spectroscopy, only the highfrequency wing of the main relaxation mode can be observed,
and no information on the potential change of the
reorientation time constant of the water molecules could be
obtained.
The molecular reorientation of water in hydroxide solutions
has also been studied with nuclear magnetic resonance (NMR)
spectroscopy.28 In this study, the longitudinal spin relaxation
time of deuterons in hydroxide solutions was measured over a
wide concentration range and at diﬀerent temperatures. In the
limit of motional narrowing, the longitudinal spin relaxation is
proportional to the reorientation time of the water molecules.
The longitudinal spin relaxation time was observed to show a
similar nonlinear increase with an increasing hydroxide
concentration as we observe for the reorientation time of the
OH groups of HDO molecules. The results of the two studies
cannot be quantitatively compared, as the longitudinal spin
relaxation time is an average over all water molecule in the
solution, including water molecules in the ﬁrst hydration shell
of the OD− ions, whereas the time constants shown in Figure 7
exclusively represent the reorientation time constants of water
molecules outside the ﬁrst hydration shell.
It is also interesting to compare the characteristic length
scale of the solute−solvent interaction that is probed in the
present study with the length scales that are probed with other
spectroscopic techniques, such as Raman multivariate curve
resolution (Raman MCR), second-harmonic scattering (SHS),
dielectric relaxation spectroscopy, and NMR. In Raman MCR,
the vibrational frequencies of solvent molecules in the ﬁrst
hydration shell of a solute are distinguished from the response
of the other solvent molecules.57 These vibrational frequencies
are largely dependent on the local (hydrogen-bond)
interactions and thus constitute a highly local probe of the
solute−solvent interactions. The length scale that is probed
with Raman MCR is similar to the length scale that is probed
by measuring the vibrational energy relaxation of the OH
stretch vibrations with ultrafast mid-IR spectroscopy, as the
rate of this relaxation is also largely determined by the
hydrogen bonds that are donated and accepted by the probed
OH group.
SHS of aqueous solutions is a relatively new technique to
probe the orientational correlation of water molecules.58−60
The orientational correlation and thus the SHS signal change
upon the addition of ions. The length scale that is probed with
SHS is still a point of debate but, as the signal relies on the
orientational correlation of the hydrogen-bond network, is
likely much larger than that of vibrational energy relaxation

Figure 6. Anisotropy as a function of delay time for NaOH/D2O
solutions. The solid lines are ﬁts to the experimental data via the
model described in the main text.

than τor,bulk over the whole concentration range. It increases
from 6.0 ± 0.4 ps at low concentrations to 20 ± 3 ps at a
solution of 8 M (see Supporting Information). This implies
that OD− ions stiﬀen the hydrogen bond network.
Figure 7 shows that the reorientation time constant of bulklike OH groups increases with increasing OD− concentration,

Figure 7. Reorientation time constant of bulk-like HDO molecules in
NaOD/D2O solutions as a function of the OD− concentration (blue
squares). Bulk-like HDO molecules imply HDO molecules that are
not directly hydrogen bonded to OD− ions, that is, HDO molecules
outside the ﬁrst hydration shell of the OD− ions. The dashed black
curve shows the molecular reorientation time constant of bulk neat
water. The dashed blue curve is a guide to the eye.

from 2.7 ± 0.2 ps to 6 ± 1 ps, in the concentration range of 1−
8 M, indicating an eﬀective slowing down of HDO molecules
beyond the immediate solvation shell of hydroxide ions. It
should be noted that in the modeling, it was assumed that the
bulk-like OH groups show uniform reorientation dynamics,
which is not necessarily correct. In fact, there may be a
distribution of reorientation time constants. The values
reported in Figure 7 should thus be considered as the average
reorientation time constants of all the water molecules outside
the cores of the hydroxide hydration structures.

■

DISCUSSION
It is interesting to compare the present ﬁndings with the results
of previous studies of the eﬀect of hydroxide ions on the
dynamics of water using other techniques. The molecular
reorientation of water aqueous hydroxide solutions has also
8313
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and Raman MCR. Dielectric relaxation spectroscopy29,32 and
NMR spectroscopy28 are mostly sensitive to average or
collective reorganization processes of the hydrogen-bond
network. Dielectric relaxation spectroscopy and NMR spectroscopy thus probe the solution over a similar length scale as
the measurement of the anisotropy of excited OH stretch
vibrations with polarization-resolved ultrafast mid-IR spectroscopy. This length scale is much larger than that of vibrational
energy relaxation and Raman MCR.
Figure 7 shows that the reorientation time constant exhibits
a superlinear dependence on the hydroxide concentration. This
behavior diﬀers from that of water in ordinary salt solutions,
for which it has been observed that the slowing down eﬀect of
anions such as Cl−, Br−, and I− on the reorientation of water
hydroxyl groups tends to saturate at higher salt concentrations.48,61,62 This saturation has been explained from the fact
that at high concentrations, the hydration shells start to
overlap. This latter conclusion also implies that the slowing
down eﬀect is dominated by the hydrogen bonds that are
donated by water hydroxyl groups to the anion and that the
slowing down eﬀect is hardly inﬂuenced by other nearby ions.
An exception is solutions of salts where both the cation and the
anion are strongly hydrated like MgSO4.61 In this case, solventseparated ion pairs are created with a strong electric ﬁeld that
locks the dynamics of the hydrogen-bonded water in between
the ions, thus leading to a much stronger slowing down eﬀect
than for the cases where strongly hydrating ions are combined
with weakly hydrating counter ions, as in Mg(ClO4)2 or
CsSO4.
It would be interesting to compare the eﬀect of hydroxide
ions on the reorientation dynamics of water molecules with the
eﬀect of protons on these dynamics. Unfortunately, this latter
eﬀect has only been studied up to a proton concentration of 2
M. 47 A complication in studying the eﬀect of high
concentrations of protons is that the negatively charged
counter ions usually have a strong slowing down eﬀect on the
water reorientation dynamics.48,61,62 Up to a proton concentration of 2 M, no measurable eﬀect was observed on the
reorientation dynamics of the water molecules that were not
directly involved in the proton hydration structure.47 However,
it cannot be excluded that at higher proton concentrations, a
similar eﬀect on the water reorientation dynamics may arise as
observed for hydroxide.
The superlinear dependence of the reorientation time
constant on the concentration indicates that the hydroxide
ions have a cooperative eﬀect on the reorientation dynamics of
water molecules. This cooperativity can be explained from the
fact that each hydroxide ion induces a local strengthening of
the hydrogen bonds and an enhancement of the polarization of
a number of surrounding water molecules. The thus aﬀected
water molecules will interact more strongly with other nearby
hydroxide ions, leading to a mutual enhancement of the
strengthening of the hydrogen bonds and a cooperative
stiﬀening of the hydrogen-bond network.
A superlinear dependence of the reorientation time constant
of water molecules on the sugar concentration was also
observed in a recent study of the reorientation of water
molecules in aqueous sugar solutions.63,64 The hydroxyl groups
of the sugar molecules donate hydrogen bonds to the
surrounding water molecules, and it was found that the
slowing down of the water molecules is strongly enhanced in
case they belong to two or more sugar hydration shells.

■

CONCLUSIONS

■

ASSOCIATED CONTENT
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We have investigated the reorientation dynamics of HDO
molecules in NaOD/D2O solutions by probing the anisotropy
of the transient absorption change resulting from the excitation
of the OH stretch vibrations with polarization-resolved
femtosecond-IR spectroscopy. Thanks to the distinctive redshifted and fast relaxation of OH stretch vibrations in the core
of the OD− hydration structures, we can spectrally distinguish
the dynamics of the OH stretch vibrations outside this core
from the dynamics of the core OH stretch vibrations.
This spectral distinction enables us to selectively determine
the reorientation dynamics of water molecules outside the core
of the OD − hydration structures. We ﬁnd that the
reorientation time of these bulk-like hydroxyl groups increases
with the concentration of OD− ions, from 2.7 ± 0.2 to 6 ± 1
ps, in the concentration range of 1−8 M, indicating an eﬀective
slowing down of HDO molecules beyond the immediate
solvation shell of hydroxide ions. This increase is superlinear,
which implies that hydroxide ions have little eﬀect on the
hydrogen-bond network at low concentrations, that is, when
the OD − ions are suﬃciently separated. At a high
OD−concentration, the reorientation dynamics of the water
molecules are cooperatively aﬀected by multiple OD− ions,
turning the solution in a semi-rigid hydrogen-bond network.
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