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Hydration of surface ions gives rise to structural heterogeneity and variable exchange kinetics of
DOI:00.0000/000000000x water at complex mineral-water interfaces. Here, we employ ab initio molecular dynamics (AIMD)
simulations and water adsorption calorimetry to examine the aqueous interfaces of xenotime, a phos-
phate mineral that contains predominantly Y3t and heavy rare earth elements. Consistent with
natural crystal morphology, xenotime is predicted to have a tetragonal prismatic shape, dominated
by the {100} surface. Hydration of this surface induces multilayer interfacial water structures with
distinct OH orientations, which agrees with recent crystal truncation rod measurements. The ex-
change kinetics between two adjacent water layers exhibits a wide range of underlying timescales
(5-180 picoseconds), dictated by ion-water electrostatics. Adsorption of a bidentate hydroxamate
ligand reveals that {100} xenotime surface can only accommodate monodentate coordination with
water exchange kinetics strongly depending on specific ligand orientation, prompting us to reconsider
traditional strategies for selective separation of rare-earth minerals.

1 Introduction
different energy sources, the demand of sustainable, clean, and

renewable sources is rising for the prevention of climate change,
where water and minerals containing rare earth elements (REE)
are playing integral roles.Z"11 Examples where REE are used in-
clude wind and hydropower turbines, solar panels, phosphors for
lighting, and electric vehicles.™2

Water governs a wide range of chemical and biological processes
at complex interfaces. Whether in forming crystals (solid or lig-
uid) from ions (inorganic or organic) driven by nucleationT3
or in guiding molecular reaction dynamics at their interfaces, %
water predominantly mediates the underlying mechanisms. Tun-
ing hydrogen-bonding structures and orientational ordering gives
control over dynamics of interfacial water and water-mediated
ion transport, which is critical for the development of energy tech-
nologies that utilize electrolytes. Furthermore, among varieties of

Despite the high demand for REE in energy applications, their
beneficiation (recovery) from ores remains inefficient due to crit-
ical challenges for separating REE from the surrounding gangue
(waste) materials.T3HI5! For example, Y3+ and Ce3* are the major
REE that can be respectively found in the xenotime and bastnisite
minerals and associated gangue minerals. Utilizing the fact that
these minerals have structurally, dynamically, and energetically
distinct surfaces, one can adopt a combined approach of different
surface-sensitive experiments and computer simulations to inves-
tigate the adsorption and dynamics of water and ligands under
relevant hydration conditions. To provide the initial steps to-
ward developing an understanding for selective flotation of rare-
earth minerals, here we have conducted density functional the-
ory (DFT)-based optimization and ab initio molecular dynamics
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simulations (AIMD) of hydrated xenotime surfaces. The results
provide critical insights into different activated interfacial pro-
cesses (i.e., events that require overcoming free energy barriers
such as water exchange), which are complemented with surface
calorimetry of water adsorption and compared with recently re-
ported crystal truncation rod (CTR) measurements.

Typically, froth flotation™17 is employed for the REE benefici-
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ation process, where air bubbles are passed through a water tank
containing a mixture of finely ground ore, hydrophobic collector
ligands, and suppressor ligands. The role of the collector ligand is
to selectively bind to the REE mineral surfaces and render them
hydrophobic, whereas suppressor ligands bind to gangue mate-
rials and render them hydrophilic. Thereby, while the gangue
minerals remain solvated in water, the REE minerals separate
from the gangue minerals, and then the air bubbles drive them
to the air-water interface at the top of the tank for recovery. The
REE separation in froth flotation can be further enhanced through
controlling the pH, i.e., exploring different possible protonation
states of the ligands and their water-mediated interactions with
the mineral surfaces. Thus, water dictates the flotation process as
a medium; yet, despite a few recent efforts of examining the sta-
bility and structures of REE surfaces, 1011821 3 complete, funda-
mental picture of the interfacial hydration structures and kinetics
that are likely to be highly heterogeneous is yet to be described
for establishing the connection with REE mineral flotation.

The hydration structures and dynamics of ions in water are
highly sensitive to the ionic size and charge. Recent MD sim-
ulations?222 showed that smaller ions (e.g., Lit, Mg?*, F)
strongly interact with water and create multiple, well-defined co-
ordination structures, whereas the larger ions (e.g., Cs™, Fr™,
I7, BF,) weakly interact with water and the resulting coordi-
nation states may be poorly resolved. Several X-ray and neu-
tron scattering26"3% and X-ray absorptionI"37 experiments con-
firmed such diversity of coordination environments of different
ions in aqueous solutions. The nature of the ion-water interac-
tions also dictates the water dynamics as revealed by MD simula-
tions and different time-resolved spectroscopic techniques such as
dielectric relaxation, 28 anisotropy decay in polarization-resolved
infrared, 240 and two-dimensional infrared (2DIR)#1H43 exper-
iments. The findings of these studies establish that water in
the hydration shells of strongly-interacting ions exhibit slower
hydrogen-bonding and rotational dynamics than bulk water, cov-
ering a wide range (sub-picoseconds to microseconds) of under-
lying timescales.

Recent 2DIR and its surface-sensitive variant, 2D sum fre-
quency generation (2DSFG) spectroscopic studies“®49 showed
that the interfacial hydration of complex molecules and mate-
rials is rather intricate due to several competing driving forces,
including local electrostatics, hydrogen-bonding, hydrophobicity,
and interfacial curvature that guide the hydration process. For
example, strong electric fields from an interface can orient water
OH chromophores either away or towards the interface, which
can be further influenced by tuning the chemical structures of the
interface that may or may not form hydrogen bonds with water.4©
Strong hydrogen bonds slow down the interfacial water dynam-
ics, which can be changed to faster dynamics if the curvature of
the interface is converted to convex.4Z

At mineral interfaces, where multivalent cations and anions
are alternatively arranged, multilayering of interfacial hydra-
tion structures with different orientational ordering of water
molecules due to competition between the cation-water and
anion-water electrostatics is expected, but further details remain
largely unexplored. Solvent- and ligand-exchange kinetics of min-
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eral surfaces have previously been found to correlate with rates
of processes such as dissolution on some minerals®?, However,
except in a limited number of cases,>1">% the magnitudes of the
solvent exchange rates and mechanisms of individual surface sites
are poorly constrained. This is in part due to experimental mea-
surements that typically yield a distribution of solvent-exchange
rates over all surface sites, rather than surface site-specific ligand
exchange rates required to design new, more efficient ligands for
REE extraction.

In this article, we demonstrate the ability of AIMD simulations
to unravel the complexities of highly heterogeneous interfacial
water structures at xenotime mineral interfaces. We show that
DFT calculations can accurately predict the surface energy and
stability of xenotime in accordance with the surface calorimetry
measurements. Furthermore, our study reveals the existence of
multilayer water structure at the mineral interface in the fully
hydrated state and shows how ligand adsorption influences the
exchange kinetics of water between these layers. We are able to
portray these phenomena through utilization of our newly estab-
lished formalism of Marcus theory of water exchange, 2422 which
shows that solvent rearrangement that breaks and reforms water
hydrogen bonds dictates the mechanisms and rates of exchange
events. Adsorption studies establish that {100} xenotime surface
can only accommodate a monodentate coordination with a biden-
tate hydroxamate ligand, wherein water exchange kinetics are
strongly influenced by the choice of the binding configuration.
This information could be used to develop design strategies to
enhance flotation selectivity of REE minerals.

Computational Methods

DFT-based structural optimization

Xenotime is an yttrium-dominated phosphate rare earth mineral
(nominally, YPO,4) that crystallizes in the tetragonal geometry
with 741 /amd space group symmetry. The structure and stability
of the following low-index surfaces was investigated using DFT:
{100}, {110}, {101}, and {001}. These calculations were per-
formed using the VASP software,>>">8 where the plane wave basis
was used to describe electronic states and the core-valence inter-
action was treated using the projector augmented wave (PAW)
method.2?00 The semicore 4s and 4p states of Y3+ were treated
as valence states. We set the plane wave kinetic energy cutoff
to 600 eV. The Perdew-Burke-Ernzerhof (PBE) generalized gra-
dient approximation (GGA) functional©1/62
the exchange correlation interactions with dispersion correction
by Grimme’s DFT-D3%3 method. Although it is well known that
PBE can lead to overstructuring of liquid water,®# our recent
study® comparing PBE-D3 with different more expensive func-
tionals such as PBE0-D3/23162 showed that the PBE-predicted mi-
crosolvated water structure at the {100} surface were very similar
to those obtained using other functionals. Using better functional
may quantitatively improve the results without significantly mod-
ifying the conclusions of this work.

was used to describe

For the bulk calculations, the Brillouin zone in the bulk calcu-
lations was sampled using a 4 x 4 x 4 Monkhorst-Pack k-point
mesh. Geometry optimizations allowing relaxation of all atoms
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were considered converged when the forces on all of the atoms
between two relaxation steps went below 0.01 eV A~!. The self-
consistent-field (SCF) convergence threshold during optimization
was set to 107> V. The Pulay mixing schemel® was employed
for charge density mixing in the SCF procedure. As shown in our
previous work, 19 the predicted lattice parameters (a = b = 6.9143
A and ¢ = 6.0429 A) were in excellent agreement the experiment.
Slab models of various surfaces were constructed using the Build
surfaces feature in Medea.” The vacuum gap between two sur-
faces was at least 18 A. For the optimization of different surfaces
with 100% (one water per Y>*) and 200% (two water per Y>+)
water coverage, several initial geometries were generated from
chemical intuition of ion-water hydrogen-bonding.

DFT-based AIMD

The AIMD simulations of the xenotme-water interface were per-
formed in the the Born-Oppenheimer approximation using the
VASP software>2"8 without (for 75 ps) and in the presence of
acetohydroxamate (for 45 ps). First 5-10 ps was treated as the
the equilibration period and the remainder was used for analy-
sis. The DFT protocol was the same as that for the optimization,
except the use of the plane wave kinetic energy cutoff of 400 eV
and the I'-point approximation. Note that, the two {100} sur-
faces were represented by the top and bottom layers of a 3-layer
slab (with the lattice vectors: a = 13.829 A, b =12.086 10\, and
¢ =42.000 A, where ¢ is perpendicular to {100}) that was sol-
vated by a total of 80 water molecules (40 water molecules for
each side). We used a vacuum gap of 18 A to avoid the interac-
tion between two image interfaces along c.

Results and discussion

To examine the stability of different surfaces, the surface energies,
Equrt, were computed from the difference of the total energies of
the slab (Es) and bulk (Eg) with equal number of YPO, formula
units, normalized per surface area (A):

Egyt = [Es — E — n,0(Eads + GH,0)]/24, D)

where np,o is the total number of water molecules symmetrically
adsorbed on both sides of the slab (ny,0 = 0 for gas phase calcu-
lations) and E,q; is the normalized (per water) adsorption energy
of water. Taking liquid water as a reference state, the free-energy
correction in Equation (1| takes the form Gy,0 = —Hyap — TSﬁq,
where Hy,, is the water evaporation enthalpy and Sloiq is the abso-
lute entropy of liquid water. Here, we assume that the entropy
of strongly adsorbed water is small and can be ignored. The
computed surface energies are presented in Figure [1} The con-
vergence of these energies in each calculation was confirmed by
varying the number of layers (i.e., Y3+—P02’ units) in the slabs
and the bulk geometry (see Figure S1 for different surface con-
figurations and Table S1 and Table S2, respectively for the actual
values of Eg,s and E,qs and their convergence tests). For 0% wa-
ter coverage, Eg,r is the lowest for the {100} surface, followed
by {110}, Y3*-truncated and PO, -truncated {101}, and {001}
surfaces in ascending order. While this trend persists for 100%
water coverage, the surface energy (despite the expected over-
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Fig. 1 Xenotime surface energies with varying water coverage (a). The
resemblance between the naturally occurring crystal structure (b) and
the crystal morphology obtained from the Wulff construction method©®
at 0% (c) and 100% (d) water coverage is excellent. The image for the
naturally occurring crystal structure was taken from mindat.org with the
permission from Matteo Chinellato.

estimation due to the neglect of the entropy of adsorbed water
molecules) decreases significantly due to stabilization by water
adsorption.

As evident from Figure [Ip, the morphology of the naturally oc-
curring xenotime crystals is dominated by the most stable {100}
surface. The Wulff method,®® used to construct an equilibrium
shape of a crystal by minimizing its surface energy, reproduces
the prismatic tetragonal form of xenotime and identifies different
crystal facets shown in Figure [Tk. To compare surface energies
with the experimental values obtained by adsorption calorime-
try (see ESI), we calculated surface area-weighted surface energy
(Esus = 1.02 J/m?) for 0% water coverage, which agrees well
with the value, Egys = 1.16 J/m? measured by us using surface
calorimetry. While the {100}, {110}, {101} surfaces are clearly
identified for the 0% water coverage, the 100% water coverage
leads to the existence of only the {100} and {101} surfaces in the
crystal morphology. The dominant {100} surface therefore en-
tails more in-depth investigation as the most relevant surface to
target in the design of flotation agents.

Figures|2h and [2b depict the interfacial hydration structure of
the {100} surface for the 100% and 200% water coverage opti-
mized via DFT calculations. Water molecules are located on top of
the cations and anions, forming hydrogen bonds between them-
selves and with the surface ions. However, the AIMD simulation
shows a drastic change in the hydration structure due to the in-
creased water coverage of 500% and the dynamical effects arising
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Fig. 2 DFT-optimized atomic structure of {100} xenotime surface (only top two layers are shown) at 100% (a) and 200% (b) water coverage. The
equilibrium locations of water molecules in the completely solvated state (500% water coverage) from the AIMD simulations, where only the first two

water layers are shown for clarity in the AIMD snapshot (c). Pink, gold
AIMD simulations give a more correct portrayal of the interface, consiste

en green, red, and white indicate respectively Y, P, O, and H in a, b, and c.
nt with the reported CTR measurements (d), where the PO} -bound water

molecules are between the POi’ groups and the Y3*-bound water molecules are on top of Y3* jons.

from the thermal equilibrium at 300K. These simulations are per-
formed for about 75 ps using a three-layer slab (see ESI for the
AIMD simulation protocol) that has two {100}-water interfaces
located at the top and bottom of the stab. We find that on av-
erage (considering the last 70 ps as the production run) while
the Y3*-bound water molecules with OH chromophores pointing
away the interface fluctuate at the top of Y+, the POi_-bound
water molecules rearrange to find their equilibrium locations be-
tween the PO, groups and their OH chromophores point towards
the interface (Figure ). This is in excellent agreement with the
CTR measurements (Figure ) reported in our earlier work.1°
Furthermore, according to the AIMD simulations, the equilibrium
distance between Y3+ and water oxygen is shorter (2.37 + 0.1310\)
than the equilibrium distance between POf{_ and water oxygens
(2.72 + 0.1810\), confirming the existence of two distinct adja-
cent layers of interfacial water. The CTR measurements validate
such findings by reproducing these equilibrium distances in a rea-
sonably good agreement (within the errors of simulated results):
2.28A and 2.65A, respectively for the Y3 -water oxygen and POi’
oxygen-water oxygen distances. By comparing Figures and
[2H, we notice that static DFT calculations fail to correctly predict
the positions of the second layer water molecules that are shifted
by about half a unit cell (when viewed along the {001} direc-
tion) with respect to the CTR structure. Thus, it is evident that
the AIMD simulation with abundant water coverage of the inter-
face is necessary to correctly portray xenotime-water interface,
explaining the previous discrepancy'l® between the DFT and CTR
structures.

The multilayers of hydration structure can be resolved as the
thermodynamically stable states on a free energy surface. From
the AIMD simulations we compute the two-dimensional free en-
ergy surface, W(z,n), as a function of the distance (z) from the
central layer and the number of water-water hydrogen bonds, i.e.,
coordination number (n) of a water molecule with other water
molecules. n is defined as:24

o N\El 1= (ri/rH)12
1—

= (ri/r+)24’

2

where r; is the distance between the i water molecule and a
select water molecule for which n is obtained. Ny is the total
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number of water molecules and r' is the location of the first
minimum of the radial distribution function (RDF) for the dis-
tances between water oxygens, representing the boundary be-
tween the first and second solvation shells. The water-water
hydrogen-bonding network present in the bulk environment is
likely to break down at the interfacial environment due to inter-
action with the surface ions, leading to a reduced water-water
coordination number that allows us to distinguish the interfa-
cial water from the bulk water in the coordination number space.
As shown in Figure [3] the 2D-free energy surface clearly distin-
guishes three distinct layers of water in terms of three minima as
moving away from the interface (i.e., as z increases): The inter-
facial water in the Y3*-bound (Layer 1) and PO; ™ -bound (Layer
2) states with n ~ 3 —4 and the bulk-like water (Layer 3) with
n ~ 4 —5. Such partitioning of water is consistent with water
adsorption calorimetry, indicating that at about 9.0 H,O/nm cov-
erage (corresponding to Layer 1 and Layer 2), water is strongly
bound and can be considered chemisorbed, while the remaining
water can be treated as physisorbed water (Section 2 in the ESI).
Furthermore, our finding about the fluctuating water-water coor-
dination number in this physisorbed bulk-like water (n ~ 4 —5)
is in good agreement with the different neutron diffraction mea-
surements on liquid water® that determined the average water-
water coordination number of 4.3-4.4 by integrating the oxygen-
oxygen RDF up to the first minimum.

The 1D free energy, W(z), obtained by integrating W(z,n) over
n, exp[—W(z)/kgT| = [exp[—W (z,n)/kgT]dn, shows the presence
of much larger free energy barriers than thermal energy (0.6
cal/mol) along the z direction (Figure ). Thus, the transitions
between different interfacial hydration layers are rare events. To
examine these rare events, we adopt Marcus theory of solvent ex-
change?42>l that describes a 2D-pathway for water molecules to
transit from Layer 1 to Layer 2, and then to Layer 3 through a se-
ries of water exchange processes (the white and red arrows on the
2D-free energy surface). Marcus theory reveals that solvent rear-
rangement activates and drives the reactant coordination state
of a water molecule in Layer 1 to the state of higher coordina-
tion number that enables its spontaneous (barrier-less) departure
along z towards the product state in Layer 2. Also, the transition
from Layer 2 to Layer 3 is driven by the same mechanism.

Page 4 of 9
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Fig. 3 The free energies, W(z) (a), W(z,n) (b), and W(n) (c) indicating different hydration layers (Layer 1, Layer 2, and Layer 3) in terms of the free
energy minima. The arrows on the 2D-surface represent the Marcus pathways for the transitions between these layers. 10 contours on W(z,n) are
placed between 0 and 3.5 kcal/mol. For W(n), the dotted lines are extracted values, whereas the solid lines are parabolic fits. Generation of lower and
higher eigen free energy surfaces caused by the coupling between the reactant and product Marcus parabolas, showing the adibatic traversal of the

crossing point (d and e).

To determine the rates of transitions between the hydration lay-
ers using Marcus theory, we extract the slices from W(z,n) along
the equilibrium locations (z = zg and z = zp) of the reactant (R)
and product (P) states and model them as the parabolic functions
of n:

W(zr,n) = WR(n):%KRn2
Wiern) = Woln) = JKen—mpP+aW, ()

where K and Kp are the curvatures of the reactant and product
parabolas with the minima, » = 0 and n = np, respectively. AW
is the free energy difference between the product and reactant
equilibria (Wp(np) — Wr(0)). We separately examine the Layer 1
to Layer 2 and Layer 2 to Layer 3 transitions; therefore, Layer 2
is a product in the former while it is a reactant in the latter. As
Figure [3c displays, the reactant and product parabolas are the di-
abatic states that cross at a point treated as the transition state
— which is essentially the aforementioned overcoordinated state
on the Marcus pathways on the 2D-free energy surface (Figure
[Bb). Since these parabolas cross at the “normal region" (oppo-
site side), the reactant-to-product transition can be treated as
the adiabatic traversal of the crossing point. That is, since the
coupling between the Marcus parabolas generate a lower and a
higher eigen free energy surface, the adiabatic dynamics on the
lower free energy surface (Figure ) can describe this transi-
tion.2425l70/ The associated free energy barrier depends on the
free energy difference, AW, solvent reorganization energy, A (en-
ergy cost for changing the equilibrium reactant to the equilibrium
product states, A = Wr (np) — Wr(0)), and the curvature difference

(AK = Kg — Kp) between the parabolas: 2%

Kp(Kr +Kp) ,  Kr

Aawt = ZRERTAP/A L PR A
w AK2 A+ AK w
V2npKrKp
——————/[KpA + AKAW
AKZ [ pA + ] (4)

The assumption that as soon as the system arrives at the crossing
point from the reactant state it spontaneously goes to the prod-
uct state may not be always true. For example, the barrier along
z at the crossing point, which is presumably set to zero, might
have a small but unignorable value (AWZ”T). Furthermore, tra-
jectories might recross the transition state due to the dynamical
non-equilibrium solvent effectsZ2H78 on . Therefore, only a frac-
tion of the trajectories actually crosses the transition state and
arrives at the product, which is obtained through computing the
transmission coefficient. The semiclassical approach by Landau
and Zener?Z78% showed that the transmission coefficient, ki 7, de-
pends on the probability (P) of the reactive transition through the
crossing point of the Marcus parabolas. When the crossing point
is located at the “normal region", k7 =2P/(P+1). P is governed
by the coupling (C) between the parabolas and the traversal ve-

locity (v,,) at the crossing point: P =1 —exp [f #C—zsd] , where
Sip = dVZ,(l”) |,—n+ are the slopes of the parabolas at the crossing

point and /= h/2x (h is the Planck constant). The velocities are
exponentially distributed at the crossing point and v, is obtained
from the mean value of the distribution. C is obtained at n =

n' as, C(n) = 2% [Wi (1) — Wi (0)] [Wp (1) — W (n,,)] 2425170

Now, after incorporating the small barrier along z (AW?") in addi-
tion to AW at the transition state and the transmission coefficient
(x1z), the Marcus rate expression takes the form of: 24122170

ksT
kMarcus KLZBT eXp[—(AWT + AWZnT)/kB T]~ (5)
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While all the parameters used in the Marcus model are listed in
the ESI (Table S4), the essential ones such as the barriers, trans-
mission coefficients, and transition timescales (7 = 1/kparcys) are
given in Table 1. The timescale for the transition from Layer 1 to
Layer 2 is one order magnitude (~145 picoseconds (ps)) slower
than that for the Layer 2-to-Layer 3 transition (~19 ps). This
is because the former is associated with a larger barrier, a total
of ~3 cal/mol due to stronger Y3+ -water interactions, whereas
the latter experiences a twice smaller total barrier due to weaker
POZ‘-water interactions. More recrossing events (smaller ki)
may cause a little slowing down of the Layer 2-to-Layer 3 tran-
sition as compared to the Layer 1-to-Layer 2 transition, but here
such effects are much less significant than the barrier effects. It
should be noted that water exchange around a surface Y3* ions
(i.e., the Layer 1-to-Layer 2 transition) is much faster than water
exchange around a multivalent rare earth cation in the bulk water
that occurs typically on the nanosecond or slower timescales. 8L
This is due to weakening of the cation-water electrostatics at the
interface by the neighboring phosphate anions.

Table 1 Barrier, transmission coefficient, and timescale for the transition
from Layer 1 to Layer 2 and from Layer 2 to Layer 3 obtained using
Marcus theoy of solvent exchange.

Xenotime-water Config Config
A B

1—2 transition
AWY o+ AW 297 331 266
(kcal/mol)
Kiz 0.17 0.50 0.08
T (ps) 144.63 86.17 175.76
2—3 transition
AWT 4+ AWM 1.40 1.91  1.31
(kcal/mol)
KLz 0.09 0.46 0.45
T (ps) 19.19 8.65 3.29

Selective adsorption of surfactants at the mineral-water inter-
face imparts surface hydrophobicity, which is directly related to
mineral flotation efficiency. We note that building realistic models
of anionic ligands adsorption at mineral-water interfaces presents
a significant challenge, because one must rigorously avoid spuri-
ous charge-charge interactions across supercell boundaries. The
most physically justifiable, but computationally expensive ap-
proach is to include explicit counterions in a solvent medium,
where both anionic ligand and counterions are fully hydrated.
Hydroxamic acid in the deprotonated form was chosen as a pro-
totypical ligand, because as a primary functional group, it is
employed for the selective flotation of rare earths ore in large
scale industrial plants.12 Hydroxamate has two binding groups,
namely, the C=0 and N-O~ sites (Figure |4a and @)). AIMD sim-
ulations were initiated from two starting configurations (Config
A and Config B) together with the counterion Na*, where in
Config A the ligand interacts with Y>* through the N-O~ bind-
ing site in a monodentate configuration, while in Config B both
C=0 and N-O~ interact with Y>* in a bidentate chelate configu-
ration. However, the chelate mode was unstable and converted

6| Journal Name, [year], [vol.], 1~E]

into a monodentate mode during the first 5 ps of AIMD simula-
tion, wherein the C=0 site remained bound to Y>*, but the N-O~
site lost attachment to the surface and got fully exposed to wa-
ter (Figure S2). The counter ion, Na*, was initially located away
from both the ligand and the interface. It remained there for Con-
fig A, while it moved to stay in close proximity to N-O~ in Config
B. After the production stage of 40 ps, the RDF (g(r)) and the
integrated g(r), i.e., the number of water molecules around the
binding sites (n(r)), depicted in Figure [4c confirm that, when a
binding site (C=0 or N-O7) is away from the surface, it forms a
well-defined hydration shell around it by forming 2-3 hydrogen
bonds with water. However, there is a drastic difference between
the hydration structure of N-O~ and C=0 when they bind to the
surface. The N-O~ group in Config A attracts water molecules
towards the ligand-surface contact point and in this hydrophilic
environment it clearly forms a hydrogen bond with water. The
C=0 group hardly interacts with water at the contact point (ig-
norable peak height of g(r) and vanishingly small value of n(r)),
and thus creates mild hydrophobicity around it. Additional inter-
action with water molecules is the likely reason why the ligand
O-Y3* distance in Config A is slightly longer (2.32 + 0.09A) than
in Config B (2.28 + 0.12A).

The ligand-induced perturbation of the hydration structure at
the interface has a significant impact on the interfacial water ex-
change kinetics. Figure S3 and S4 display how the Marcus path-
ways of the transitions between different hydration layers get af-
fected by the ligand in different binding configurations. The Layer
1-to-Layer 2 transition is now a nonadiabatic process since the
Marcus parabolas cross at the “abnormal region', i.e., the transi-
tion is guided by the nonadiabatic jump from the lower to higher
eigen free energy surface through this crossing point (Figure S4e
and S4f). The transmission coefficient is determined in this case
as ki z =2P(P—1). As listed in Table[1} the timescale for the tran-
sition from Layer 1 to Layer 2 gets faster (86 ps) in Config A and
slower (176 ps) in Config B. Here the effect from the total bar-
rier is less significant than the transmission coefficient, since the
latter changes much more drastically as going from Config A to
Config B. The abundance of water near the contact point in Con-
fig A favors the water exchange and prevents barrier-recrossing
as indicated by the larger transmission coefficient. On the con-
trary, the lack of enough water near the contact point in Con-
fig B imposes resistance against the exchange, causing significant
barrier-recrossing as gleaned from the very small transmission co-
efficient. Thus, effectively, Config B causes slower exchange dy-
namics of water between Layer 1 and Layer 2. The Layer 2-to
Layer 3 transition gets 2-5 times faster when the ligand interacts
with the surface regardless of their binding configurations (Table
because the ligand replaces the water molecules at the contact
point in Layer 1, which move to the 2" or 3" layer increasing the
availability of water needed for the exchange. This causes signif-
icant increase in the transmission coefficient that results in faster
exchange. Config B draws most of the interfacial water towards
Layer 2 or Layer 3, thus inducing the fastest Layer 2-to-Layer 3
transition.
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Fig. 4 AIMD snapshots of two binding configurations of acetohydroxamate at the water-xenotime interface (a and b), showing that the N-O~ group
binds to the surface as well as forms a hydrogen bond (green dashed line) with a water molecule (Config A), whereas the C=0 group binds to
the {100} surface without forming a hydrogen bond with water (Config B). The unbound C=0/N-O~ group forms hydrogen bonds with 2-3 water
molecules (indicated by red circles). The radial distribution function for the binding site-water oxygen (Ow) distance together with the number of
water molecules, n(r), around the binding sites for Config A and Config B (c).

2 Conclusion

In summary, we have presented an in-depth picture of interfa-
cial hydration structure and water exchange kinetics at xenotime
mineral interfaces by employing a combined approach of DFT cal-
culations, AIMD, and surface calorimetry. Through DFT calcula-
tions we have accurately predicted the naturally occurring crystal
morphology of xenotime in the gas and microsolvated phases that
comprise mostly the {100} and {101} surfaces. Ensemble aver-
age of high coverage of water using AIMD simulations allowed
us to acquire a more accurate portrayal of the atomic ordering at
the interface and obtain a precise agreement with the CTR best-fit
model. The most dominating surface, {100}, displays a thermo-
dynamically stable multilayer interfacial hydration structure. It is
divided into three layers on the 2D-free energy surface when pro-
jected along the distance from the interface and the water-water
coordination number. By employing Marcus theory that utilizes
this 2D-free energy surface, we find that the water exchange ki-
netics are also heterogeneous - the Layer 1-to-Layer 2 transition
is ~8 time slower than the Layer 2-to-Layer 3 transition, as the
former faces much larger barrier due to the Y3*-water interac-
tion that is stronger than the POi’-water interaction. The largest
reported timescale (~176 ps) is greater than the actual simula-
tion time. It is an asymptotic estimation by Marcus theory, which
can be evaluated if one is able to construct the diabatic reactant
and product Marcus parabolas with a well-defined crossing point.
Obtaining these timescales by using other methods, such as calcu-
lating the time-correlation functions of the probability of finding
a water molecules in a hydration shell,®2 will require infeasible
AIMD trajectories of nanoseconds length. For the experimental
validation of our finding about the interfacial water dynamics,
the surface-sensitive 2DSFG spectroscopy can be employed as elu-
cidated by several recent studies on air-water®? and lipid-water

interfaces.40/48

Knowledge of the precise positions of water on xenotime can
facilitate informed ligand design for improved flotation of REE-
bearing ores. In this work, we have employed AIMD simulations
to model adsorption of a hydroxamate ligand on the {100} sur-
face. We find that hydroxamate, which normally forms chelate

complexes with trivalent lanthanides ions in solution, prefers to
adsorb on the {100} xenotime surface in the monodentate con-
figuration, either through the C=0 or N-O~ site. Since only one
Y-O-PO3; bond is broken upon forming the {100} xenotime sur-
face, forcing a higher coordination number in a chelate complex
of surface Y3+ compare to bulk Yt is apparently energetically
unfavorable. This is quite different from adsorption on the {100}
bastnisite surface, where surface lanthanide ions have three bro-
ken bonds and can easily accommodate bidentate chelation. 14
Thus, the emerging strategy for improving selectivity for xeno-
time over gangue minerals is to replace a single chelating group
with multiple monodentate groups that are positioned to comple-
ment and simultaneously interact with several adjacent surface
sites. An improved understanding of these ligand-mineral surface
interactions can be achieved through exploration of adsorption
free energy landscapes for different binding configurations of lig-
ands at different orientations. As both the structure and exchange
kinetics of water at mineral surfaces are highly sensitive to the
very nature of ligand-mineral surface interactions, there is addi-
tional possibility to fine-tune surface hydrophobicity by exploit-
ing differences in the interfacial hydration structure and water
exchange kinetics imposed by different binding sites.
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