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Hydration structure and polarization of Rb* and Cs™ in liquid water at ambient conditions were
studied by first principles molecular dynamics. Our systematic analysis of the relevant electronic
structures, based on maximally localized Wannier functions, revealed that the dipole moment
of H,O molecules in the first solvation shell of the ions slightly increases with increasing the
atomic number. We also found that the polarization of heavy alkali ions, particularly Cs*, tends
to stabilize a peculiar asymmetric hydration structure with relevant consequences in the extrac-
tion of the harmful '*’Cs resulting from nuclear wastes. © 2012 American Institute of Physics.

[http://dx.doi.org/10.1063/1.4742151]

Understanding the Hofmeister series, which is a classifi-
cation of ions according to their ability to structurize water (or
their affinity to bind to proteins and nucleic acids), is a long
standing research target in many areas at the crossroad among
physics, chemistry, and biology. Nonetheless, the mechanism
leading to enhancement or weakening of the hydrogen bond
(H-bond) network has not been entirely elucidated. Experi-
mentally, the hydration of metal ions has been investigated
using elaborate techniques which have provided fundamen-
tal pieces of information, such as ion-water distance, hydra-
tion structure, and dynamics of hydrated ions, as shown in
renowned monographs' and review articles.>¢

Besides the evident physico-chemical importance, selec-
tivity of alkali ions is a crucial issue also in biology and
environmental sciences. Specifically, understanding adsorp-
tion and desorption processes of highly soluble radionuclides,
such as '*’Cs, in clays has become one of the urgent requests
in order to develop efficient extractors of radionuclides from
contaminated clay minerals, as the recent accident occurred to
the Fukushima dai-ichi nuclear plant in Japan has proven.”-8
For most clays, the observed Hofmeister series is Cs™ > KT
> Nat > Li", indicating that the affinity of the ions in-
creases with the (non-hydrated) ionic radius.® However, this
observation cannot be fully rationalized by simply consider-
ing the crude electrostatic interaction, which would actually
favor smaller unhydrated ions. Therefore it is clear that a yet
unidentified quantum mechanical interaction comes into play,
along with electrostatics, enhancing the affinity of heavy al-
kali ions to clay minerals.

In our previous works,'®'? hydration of Li*, Na™, and
K™ was investigated by first principles molecular dynamics
(FPMD), providing detailed insight not only into the interplay
between solutes and solvents, but also into the strict relation-
ships among molecular orientation, H-bond formation polar-
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ization of hydration waters, and infrared spectra. The scope
of this work is, on one hand, to examine whether the observed
trends still hold for heavier alkali ions, and, on the other hand,
to inspect the hydration behavior specific to heavy alkali ions,
along with its related electronic properties, which are likely
to be responsible for the mentioned selectivity of heavy alkali
ions.

We performed Car-Parrinello'> FPMD simulations'# of
alkali ions in liquid water at ordinary density (1.0 g/cm?)
and temperature (T = 300 K), within the density func-
tional theory!> (DFT) approach, including the generalized
gradient approximation (GGA) to exchange and correlation
after Hamprecht-Cohen-Tozer-Handy'® (HCTH), previously
benchmarked for our target.'®!”~"" The valence-core interac-
tion was described by a von Barth-Car pseudopotential®® for
H, a norm-conserving Troullier-Martins pseudopotential®! for
0, and a Goedecker-Teter-Hutter type pseudopotential®®2? for
Rb and Cs, in which semicore states were included as va-
lence states. Valence orbitals were expanded in a plane wave
(PW) basis set with an energy cutoff of 80 Ry. The Brillouin
zone was sampled at the I" point only. The equations of mo-
tion were integrated with a time step of 4 a.u. (0.0968 fs)
and a fictitious electron mass of 400 a.u. ensuring reliable
static and dynamical properties’*?> and a good adiabaticity
of the Car-Parrinello trajectories.”® Our approach was vali-
dated by examining the ion-oxygen distances d and related
hydration energies AE for MTH,O complexes (M = Rb and
Cs). Our estimated d and AE of 2.830 (3.013) A and 14.7
(13.2) kcal/mol for Rb*H,O (CsTH,O0), respectively, agree
well with the corresponding estimate of 2.763 (2.962) A and
16.3 (13.5) kcal/mol made with a standard quantum chemistry
method at the MP2 level of theory.?”-?8

Our Rb™ and Cs™ aqueous solution systems are similar to
the ones used in our former studies.'”!” Specifically, we used
a cubic simulation cell of side L = 12.417 A in which the
metal cation was solvated by 63 H,O molecules and periodic

© 2012 American Institute of Physics
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boundary conditions were applied. The excess charge of the
systems was compensated by a uniform background charge?
instead of adding counterions explicitly. After equilibrating
the system for ~2 ps at 300 K, the trajectories were collected
for at least 40 ps. All the simulations were done ina (NVT)
canonical ensemble using a Nosé-Hoover thermostat’*3! to
control the temperature. Additionally, the trajectories for sol-
vated LiT, Na*t, and K, reported in Ref. 10 were re-analyzed
whenever needed to support the discussion.

Figure 1 shows our computed radial distribution func-
tions (RDFs) gmo(7) and gumu(r) for M = Rb and Cs in am-
bient liquid water along with those for lighter alkali ions'’
for comparison. The position of the first peak of gmo(r) and
gmu(r) shifts steadily to the right and its height decreases
with increasing alkali-ions atomic number, in remarkable
agreement with reported experiments.’3* Simultaneously,
the second peak of gcso(7) almost disappears, in agreement
with known experimental results,’2 whereas the correspond-
ing peak for Rb* remains visible, indicating that the interac-
tion between Cs™ and H,O molecules is likely to be excep-
tionally short-ranged.

The location of the first minimum of gy (r), which is
normally used to evaluate the coordination number (CN), can-
not be unambiguously determined for both ions, as seen in
Fig. 1. Therefore, hydration water molecules are identified
in this work by adopting three different geometrical cutoff
distances between each cation and the O atoms of solvat-
ing water molecules around in the range after the first peak
where the RDF decreases and flattens. These distances were
3.7, 3.8, and 3.9 A for Rb™ and 3.8, 3.9, and 4.0 A for Cs*
and the corresponding distributions of the instantaneous CNs
for Rb* and Cs* are shown in Fig. 2. We found that the in-

FIG. 1. Radial distribution functions gmo(r) (upper) and gymu(r) (lower) for
M = Rb and Cs in liquid water. For comparison, gmo(7) and gmpu (r) of lighter
alkali ions from Ref. 10 are also included in each panel.
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FIG. 2. Dependence of the instantaneous coordination numbers (CNs) of
Rb* (upper) and Cs* (lower) on the choice of the cut-off distance (see text
for details).

stantaneous CNs of Cst show a much broader distribution
in comparison with other alkali ions. Interestingly, even the
tetra-coordination, which is missing for K* and Rb™, is re-
observed for Cs™, suggesting that the hydration ability of Cs*
is significantly weaker than that of the other alkali ions. The
averaged CN estimated as 7.0 ~ 8.0 (7.0 ~ 8.2) for Rb*
(Cs™) falls into the available experimental data ranging from 6
to 8.4’6’27

The distribution of the tilt angle i is shown in
Fig. 3:% here Y is defined as sketched in the inset, namely the
angle between the dipole vector of a hydrating H,O molecule
and the vector pointing from the O atom of H,O to the cation.
This angle is determined by a subtle balance between the ion-
water interactions and the H-bonds formed by H,O molecules
belonging to the first and to the second solvation shells. The
tendency of v to decrease from Lit to K™, noticed in previ-
ous works, still holds for Rb™ and Cs™, and its average value
is 121° and 119° for Rb* and Cs™, respectively.

The average molecular dipole moment u of H,O
molecules in the first hydration shell of the alkali ions was
computed via maximally localized Wannier function centers
(WFCs)**% (Fig. 4). We found that u of hydration waters
decreases going from Li* to K™, but increases slightly going
from K* to Cs™. This increase is accompanied by the increase
of acceptor H bonds of hydration water molecules at the bor-
der of the first hydration shell of heavy alkali ions. In fact, the
average number of acceptor H bonds, counted based on the
local geometry,'! turns out to be 1.06, 1.14, and 1.18 when a
cutoff distance of 3.7, 3.8, and 3.9 A is adopted for KT, Rb™,
and Cs™, respectively. The further increase of cutoff distance
by 0.1 A leads to the increase of the number of acceptor H
bonds per hydration H,O molecule by 0.03 on average while
keeping the number of donor H bonds constant. Considering
that a large amount of hydration waters having ¥ < 90° are
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FIG. 3. Distribution of the cosine of the tilt angle ¥ between the dipole vec-
tor of hydration water molecules and the vector pointing from the O atom of
water to the alkali ion. For comparison, distributions for the light alkali ions
of Ref. 10 are also shown.

also observed for K™, Rb", and Cs* and that their popula-
tion increases in this order, the formation of the acceptor H
bonds at the border of the solvation shell is expected to result
in an enhancement of water exchange reactions. Indeed, our
estimated residence time of hydration H,O molecules for Rb™"
and Cs™ is about half of the corresponding estimate for Na™
and K* .38 This indicates that water exchange occurs more fre-
quently for these heavier ions than for the lighter ones.
According to the Pearson’s hard and soft acids and bases
(HSAB) concept,® alkali ions are considered typical hard
acids characterized by low polarizability. This is true for Li*
and Nat, for which we estimated a net dipole moment negli-
gibly small.** However, as shown in the inset of Fig. 5, heavy
alkali ions, in water, have a net dipole moment reaching 0.4,
0.6, and 0.8 Debye for K™, Rb*, and Cs™, respectively. This is
mainly due to polarizable shallow core orbitals, which are in-
cluded explicitly in our plane-wave pseudopotential approach.
If the net dipole moment is not vanishing, as in the cases in-
dicated above, the hydration shell is prone to variations and,
as a consequence, the ion-water complex can become more
stable. A special (and extreme) case is represented by surface
solvation which can be realized depending on a delicate bal-
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FIG. 4. Average molecular dipole moment p of water molecules belonging
to the first hydration shell computed from Wannier function centers (WFCs).
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FIG. 5. Distribution of the correlation function ¢ between dipole vectors
of ions ppr+ and the vector Re,ge defined as in the text. The inset shows the
distribution of g+ for K™, Rb*, and Cs* in solution calculated from WFCs.

ance among the stabilization of the first solvation shell, the
destabilization of the second shell, and longer distance inter-
actions. This subtle interplay among different factors can de-
termine whether or not an asymmetric hydration shell, such
as the one realized at surfaces, can appear.

To examine the possibilities of forming such an asym-
metric shell for alkali ions, we introduce a vector given by
Reyge = Y ;2\ (Ro, — Rwi+)/|Ro, — Ry+|. Here the sum for
the oxygen positions Ro, runs over the O atoms in the sol-
vation shell at a given moment for a cation located at Ryy+.
The distribution of the modulus |R g | (not shown) indicates
that for Li* and Na™ the hydration shell is highly symmet-
ric ({|Rcagel) < 0.5) while for heavy alkali ions it tends to be
asymmetric. In particular for Cst the predominant structure
is indeed asymmetric ({| Rcagel) = 1.2).

An order parameter ¢ can be defined as ¢ = py+ - Reage
which rationalizes the possible correlation between a net
cation dipole i+ and the asymmetry of the solvation shell
measured with respect to the reference Rcug. The strong
asymmetric distribution of ¢ observed for Cs* (Fig. 5) evi-
dences that the polarization of Cs* is strongly correlated with
its asymmetric first hydration shell, thus making Cs™ a pecu-
liar case among the other alkali ions.

Summarizing, we studied hydration structure and po-
larization of Rb* and Cs* in liquid water at ambient
conditions by first principles molecular dynamics. Our sys-
tematic analysis of the hydration structure and the related
electronic structure peculiarities, based on maximally local-
ized Wannier functions and their centers, revealed close re-
lationships among molecular orientation, H-bond formation,
and polarization of water molecules around the hydrated
cations. Furthermore, we found that the polarization of heavy
alkali ions, especially Cs™, tends to stabilize an asymmetric
hydration structure. All these findings indicate rather clearly
that Cs* possesses an intrinsic instability toward forming sur-
face solvation states which would be a key step to adsorption
of hydrated Cs™ and in this peculiarity, along with the specific
Cs™—clay interactions, resides the difficulty in the extraction
of 1¥7Cs from clay minerals.
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The calculations reported in this paper were performed
at the JAEA supercomputer facility. We wish to dedicate this
paper to the victims of Fukushima.
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