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revealing some unexpected features and also firmly establishing g [ Lanthanum g .
some of the debated characteristics. Leveraging interatomic g ‘[T £ Y .
potentials derived from ab initio calculations, our investigation g [ P :@‘ o
achieved a level of precision comparable to first-principles methods g ,, f" . E L,

while at the same time entering the hydrodynamic regime. We 3 [ o £

compared the structure factors and pair distribution functions to § [ ®%e eecene, s LiaPb
experimental data and unearthed distinctive collective excitations g 1 I E— s I o 07 03
with intriguing features. Liquid lanthanum unveiled two transverse a(d™h a@’h
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collective excitation branches, each closely tied to specific peaks in 9eoP i’

the velocity autocorrelation function spectrum. Furthermore, the
analysis of the generalized specific heat ratio in the hydrodynamic
regime investigated with the ML molecular dynamics simulations uncovered a peculiar behavior, impossible to discern with only ab
initio simulations. Liquid Li,Pb, on the other hand, challenged existing claims by showcasing a rich array of branches in its
longitudinal dispersion relation, including a high-frequency LiLi mode with a nonhydrodynamic optical character that maintains a
finite value as ¢ — 0. Additionally, we conducted an in-depth analysis of various transport coefficients, expanding our understanding
of these liquid metallic systems. In summary, our ML approach yielded precise results, offering new and captivating insights into the

= = Range of possible ML extrapolations

structural and dynamic aspects of these materials.

1. INTRODUCTION

Computer simulation techniques play an important role in
providing new insights into many problems concerning
condensed matter physics and materials science as well as an
additional explanation and confirmation of experimental results.

Starting with the groundbreaking work of Alder and
Wainwright' on the fluid to solid phase transition of a model
hard sphere system, the molecular dynamics (MD) simulation
technique has undergone a huge development. The next step
into this process was to account for the interactions beyond
simple elastic collisions so as to provide a more realistic
description of the dynamic behavior of atoms and/or molecules.
This was achieved by Rahman” who implemented a classical
molecular dynamics (CMD) simulation, where the classical
equations of motion were solved for a realistic model of a
physical system, made up of real (argon) atoms interacting via a
Lennard-Jones-type pair potential. Subsequently, this CMD
approach was extended to more complex systems by introducing
more elaborated types of interatomic potentials intended to
describe the physics behind the interactions among the atoms.
Nevertheless, in certain cases, such as systems where the
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electronic and atomic structures are closely interwoven, relying
solely on interatomic empirical potentials is insufficient. It
becomes imperative to incorporate an explicit description of the
electronic properties into the simulation.

A significant advancement was made by merging MD
simulations with density functional theory (DFT).>™> This
breakthrough enabled the direct determination of the potential
responsible for the interactions in a many-body system, starting
directly from the electronic configuration of its components,
thereby making possible the simulation of covalently bonded
and metallic systems. This approach has proved to be so accurate
that the ab initio molecular dynamics (AIMD) methods based
on DFT have now become the usual technique for the study of a
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wide range of condensed matter systems. Most AIMD methods
are based on the Kohn—Sham orbital representation of DFT;
however, its application poses heavy computational demands
and therefore AIMD simulations are severely limited by the
finite system size (~100 s of atoms) and short time scales (~10's
of ps). However, there are some physical magnitudes whose
accurate determination would involve the use of length and time
scales which are not currently accessible by these AIMD
simulation methods. For example, and within the realm of liquid
systems, we mention the long wavelength limit of a range of
static and time-dependent correlation functions as well as some
transport coefficients. A proper account of these physical
magnitudes requires the use of large number of atoms (tens of
thousands) along with much longer simulation times (~100—
1000 s of ps), impossible nowadays with AIMD methods, but
achievable by resorting to CMD simulations based on
interatomic potentials at the cost of a significantly reduced
accuracy.

Over the past decade, machine learning (ML) interatomic
potentials have been developed as a way of addressing the
abovementioned problems. By employing a database of
quantum-mechanical (commonly DFT-based) calculations, it
is possible to construct interatomic potentials that allow system
sizes and simulation times typical of CMD simulations but with
quantum mechanical accuracy.

We have chosen two distinct systems, liquid lanthanum (I-La)
and liquid Li,Pb, to show the versatility and capability of ML
potentials to study various aspects of liquid metal behavior
inaccessible to AIMD.

Two basic magnitudes related to the structural short-range
order in a liquid metal are the static structure factor, S(q) and the
pair distribution function, g(r).

In the case of I-La near melting, the available experimental
structural data were obtained more than 40 years ago by Breuil
and Tourand® by means of neutron diffraction (ND) and, a few
years later, by Waseda and Tamaki’ through X-ray diffraction
(XD). Since then, no additional measurements of S(q) have
been reported for this metal. As for the thermophysical
magnitudes of I-La, there are experimental data for the adiabatic
velocity of sound® and shear Viscosity.9 On the theoretical side,
few works have studied the structural properties of I-La, and
among them, we mention the study by Waseda et al.'’ who used
effective interionic pair potentials, derived within the
pseudopotential perturbation theory, combined with the
Percus—Yevik integral equation to calculate static structure,
ie, S(q) and g(r), of some liquid rare-earth metals. More
recently, Patel et al."'~"* used a pseudopotential combined with
the hard sphere reference system to evaluate the S(g) and g(r) as
well as some thermodynamic and electronic properties of the
liquid lanthanide metals.

The Li,Pb liquid alloy has already attracted a great deal of
both theoretical and experimental work. In common with other
binary alloys with a large mass disparity between both
components, it exhibits a high-frequency mode with an
associated phase velocity much greater than the extended
hydrodynamic sound as found in both MD studies'*™'® and
inelastic neutron scattering (INS) experiments.'”*° In fact, this
high-frequency mode was first found in a CMD study of
Li,Pb'*"® using interionic pair potentials modeled with a hard
core repulsion plus a screened Coulombic interaction. These
results showed that the high-frequency mode produced a high-
frequency side peak appearing in the Li—Li partial dynamic
structure factor. It was interpreted as an extended hydrodynamic

mode with an associated phase velocity of £7500 m/s and was
named the “fast sound” mode.

Additional CMD simulations using the same interionic
interaction but with a larger number of particles'® confirmed
the previous results and were able to discern two branches of
collective excitations, as obtained from the maxima in the
longitudinal current correlation spectra, that were identified as
the fast sound mode and a new slow sound mode. It was
concluded that these two modes merged, at very low g-values,
into the usual hydrodynamic sound. Both modes showed a sharp
transition in their phase velocities around g, &~ 0.08 A™!, with an
abrupt increase for g > g, toward a “fast velocity” around 8000
m/s in the case of the high-frequency mode and a decrease
toward a “slow velocity” around 1200 m/s in the case of the low
frequency one. However, another study using CMD simulations
in combination with the generalized collective modes (GCM)
method'” found two branches of collective excitations which in
the ¢ — O limit were identified as a hydrodynamic (low-
frequency) branch and an optic-like (high frequency) branch
that tends to a nonzero frequency instead of merging with
hydrodynamic sound. Similar conclusions were also obtained
from CMD simulations analyzed within the viscoelastic model
by Anento et al."®

On the other hand, the INS e}cperiments,]g’20
limited to g larger than 0.6 A~ due to kinematic conditions,
confirmed the existence of this high-frequency mode but with an
associated phase velocity around 4500 m/s. Moreover, they
suggested that this branch had features that pointed to a kinetic
(nonhydrodynamic) mode with a nonzero value in the g — 0
limit.

There are therefore two contradicting interpretations on the
behavior of the high-frequency mode as the wavelength
increases (either it merges with hydrodynamic sound or it
behaves as a kinetic mode). The comparison with the
experiment is not conclusive due to the wavevector region
explored and moreover is somewhat hindered by the use of an
effective potential in the CMD simulations that may not capture
all the details of the true interactions among atoms in the alloy.
Recent first-principles simulations with realistic interactions
derived from electronic structure calculations”"** appear to
support the optic-like view, but in this case, the problem lies in
the value of the smallest wavevector allowed by the periodic
boundary conditions inherent to the calculations, which is 0.32
A~ This value is a direct consequence of the small number of
particles affordable in such high cost simulations and is quite
large so as to make conclusive statements on the behavior of the
modes for g = 0.

This paper reports a simulation study of several static and
dynamic properties of l-La at thermodynamic conditions just
above melting at ambient pressure and the liquid Li,Pb alloy just
above its liquidus temperature. The study has been performed
first using AIMD simulations, then creating the corresponding
ML interatomic potentials based on the aforementioned AIMD
simulations, and finally using these ML potentials in CMD runs
with much larger time and length scales.

An important aim of this study is to calculate, using ML
simulation methods, the spectrum of collective excitations in the
liquid Li,Pb alloy and analyze them, with special emphasis in its
controversial high-frequency branch, and in particular its
behavior in the long wavelength region. For l-La, we provide
the first AIMD study and use the ML derived interatomic
potential to better analyze the results in the hydrodynamic

that were
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Table 1. Input Data for the Systems Studied in This Work”
La Li,Pb
code QE ML VASP ML

N 100 6400 330 21,120

p (A7) 0.0258 0.0258 0.0436 0.0436

T (K) 1250 1250 1075 1075

N, 13,200 180,000 10,500 100,000

At (fs) 6.0 40 40

“p is the total ionic number density, T is the temperature, N is the number of particles in the simulation cell, At is the ionic timestep, and N, is the

total number of configurations.

regime, uncovering an unconventional behavior in the
generalized specific heat ratio.

The review is structured as follows: the next section
summarizes the basic ideas underlying the AIMD and ML
simulation methods along with some technical details. In
Section 3, we report the results of the calculations for both I-La
and the Li,Pb alloy, which are compared with the available
experimental data along with some discussion. Finally, a brief
summary and conclusions are given in Section 4.

2. COMPUTATIONAL METHOD

The reference database of l-La was generated by AIMD
simulations performed using the DFT-based QUANTUM
ESPRESSO (QE) package.””** Within this framework, the
electronic exchange-correlation energy was described by the
generalized 5gradient approximation (GGA) of Perdew—Burke—
Ernzerhof.” The ion—electron interaction was accounted for by
means of an ultrasoft pseudopotential generated from a scalar-
relativistic calculation including nonlinear core corrections. In
this pseudopotential, the Ss, Sp, 5d, 6s, and 6p orbitals are
explicitly considered as valence states, and 11 valence electrons
per atom were employed during simulations. The kinetic energy
cutoff for the plane-wave expansion of the wave function was 530
eV, and the single I" point was used for sampling the Brillouin
zone.

For the liquid Li,Pb alloy, the reference database was obtained
by AIMD simulations performed with the DFT-based VASP
package.”*™> We used the projector augmented wave all-
electron description of the electron—ion-core interaction
provided by the VASP distribution, which considers one and
four valence electrons for Li and Pb, respectively; moreover, the
exchange correlation functional used was again GGA, while the
kinetic energy cutoft for the plane-wave expansions was taken as
480 eV.

We have employed the SIMPLE-NN package™ to develop
deep neural network potentials (DNNPs) which, due to their
high flexibility, are a suitable model to represent the challenging
problem of the potential energy surface of a liquid metal or alloy.
To transform the atomic coordinates into atomic descriptors,
SIMPLE-NN employs Behler—Parrinello Gaussian func-
tions.*"** For I-La, we used the Gastegger method™ to select
the parameters of the 35 total Gaussian functions employed,
whereas for Li,Pb, the Imbalzano method®* provided better
parameters for the 36 Gaussian functions of each element.

The choice of either method (Gastegger or Imbalzano) is
based on the better performance obtained when applying the
learning process to the training data sets. The main difference
between both methods lies in the expressions employed to select
the widths and positions of the Gaussians. In particular, the
Gastegger method uses a fixed width for the shifted Gaussians
that is equal to the distance between the centers of the two

adjacent functions, whereas the Imbalzano method increases the
width as the distance increases, effectively creating a finer grid
closer to the central atom, where small variations of the position
can have a greater impact on the potential.

The neural network employed for the DNNP of1-La consisted
of three layers, with 50 neurons per layer. The loss function
included the energy per atom, atomic forces, and stress. The
DNNP was trained on more than 11,700 configurations, using a
training and validation split of 80:20.

In the case of the DNNP of liquid Li,Pb, the neural network
architecture was composed of four layers with 50 neurons each.
The training configurations included data from four different
concentrations of the Li—Pb alloy: Lij,,Pb, LijPb, Lij4,Pb,
and LijgoPb. We selected 200 configurations from each
concentration, taken from a previous AIMD study,”' and the
corresponding energies and forces were computed with VASP.
However, due to extrapolation errors that appeared when testing
the DNNP, additional AIMD runs were performed for liquid
Liy,,Pb and liquid Liyg,Pb, maintaining the temperature but
increasing the atomic density by a 20% and by a 40% so as to
allow for configurations where shorter interatomic distances
were present. From these new AIMD runs, a total of 190
additional configurations were included in the training of the
final DNNP. Due to the small number of total configurations, a
training and validation split of 90:10 was employed. The loss
function included the energy per atom and the atomic forces.

While in principle, it would seem unnecessary to include
additional compositions apart from the 80% Li in the training
data set in order to develop the NN potential, in fact it turns out
to be profitable to do so for two reasons: first because the
instantaneous local atomic arrangements in the alloy can
fluctuate departing from the nominal alloy concentration,
especially when considering samples with a large number of
atoms; and second, from a more practical viewpoint, because
such strategy will allow the future study of the alloy at different
concentrations using the same DNNDP.

Note that the inclusion of the stress in the loss function for I-
La, as well as the larger number of configurations included in the
data set for that system, as compared to the case of Li,Pb, is
justified by the higher degree of complexity of the interactions in
this system, as evinced by the much higher number of valence
electrons needed in the AIMD study in order to produce
accurate forces and energies.

Both DNNPs employed fully connected layers, with the
hyperbolic tangent as the activation function, were trained using
a mini-batch of 30, used random sampling along with Adam
optimizer with a learning rate of 0.001, and employed an L?
regularization of 107%. The mean-squared-error was employed as
the objective function during all training. The coefficients for
various quantities when included in the loss function were as
follows: 1.0 for the energy per atom, 0.1 for the atomic forces,
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and 107 for the pressure. Once the DNNPs were trained, they
were utilized in LAMMPS™ to perform the large-scale MD
simulations.

Table 1 provides details of the different kinds of simulations
performed for the two systems considered in the study. In all
cases, the simulation samples with N particles were enclosed
inside a periodic cubic cell with a size determined by the
experimental ionic number density. After thermal equilibration,
the number of equilibrium configurations, N,, given in Table 1
was subsequently used for the evaluation of the static and
dynamic properties of both systems.

3. RESULTS AND DISCUSSION

3.1. Static Properties. 3.1.1. Liquid La. Figure 1 depicts the
calculated static structure factor, S(q) as obtained from the

3

S(q)

Figure 1. Static structure factor, S(q), of I-La. Lines: present AIMD
(dashed red) and ML (continuous black) calculations; open circles: XD
data from ref 7. The inset shows a closer view of the second maximum.

AIMD calculation along with the ML result and the XD data of
Waseda et al.” Notice that the AIMD and ML results are
practically identical, and the comparison with the XD data shows
agreement for the position of the main peak, g, = 2.1 AL
although the calculated amplitudes are more marked; moreover,
both simulations predict an asymmetric shape of the second
peak of the S(gq) which is not found as pronounced in the XD
data. Nevertheless, we notice that this feature has been
experimentally observed in several liquid metals®*~** and has
been related to the presence of a substantial amount of
icosahedral order in the liquid.

Concerning the evaluation of g-dependent magnitudes, the
use of ML interatomic potentials allows us to reach considerably
smaller g-vectors, allowing for a more detailed investigation into
the long-wavelength (¢ — 0) region. The smallest attainable
value by the ML method was g = 0.099 A1 whereas in the case
of the AIMD calculation, the smallest value was g = 0.400 AL
‘We have exploited this feature of the ML method to estimate the
isothermal compressibility, xy, by resorting to the relation
S(g = 0) = pkyTky, where kg is Boltzmann’s constant. First, the
ML-calculated S(q) has been extrapolated to ¢ — 0 by a least-
squares fit, S(q) = sy + 5,97 of the g-values for ¢ < 1.0 A™". It
yields a value of S(g — 0) = 0.0160 + 0.001, which gave k; =
3.60 =+ 0.20 (in units of 10" m* N™"). Other evaluations for this
magnitude at the melting point have been proposed by some
authors; thus, McAlister et al.® estimated a value of Kr = 4.24
from speed of sound measurements, while Blairs*”*’ suggested a
value k;r = 4.30 obtained by using an empirical formula
connecting isothermal compressibility, surface tension, and the

Ornstein—Zernike correlation length. However, no direct
experimental measurement is available to date.

Figure 2 shows the pair distribution function, g(r), which
provides some insights into the short-range order in the liquid.

g(r)

Figure 2. Pair distribution function, g(r), of I-La. Lines: present AIMD
(dashed red) and ML (continuous black) calculations; open circles: XD
data from ref 7; and full diamonds: ND data for I-La at 1250 K from ref
6.

Both AIMD and ML results are depicted along with the available
experimental data.”” There is a fair agreement concerning the
position of the oscillations, but the calculated amplitudes are
greater with both AIMD and ML.

The average number of nearest neighbors (also called the
coordination number, CN) around any given ion is evaluated by
integrating the radial distribution function, 47zpr’g(r), up to the
position of its first minimum, r,,;, ~ 4.97 A. The calculated CN
with AIMD and ML is &13.0, similar to those obtained for other
simple liquid metals near melting.*'

The common neighbor analysis"*~** (CNA) method
provides additional insights into the short-range order as it
gives three-dimensional information about the ions surrounding
each pair of ions which are near neighbors. Each pair is
characterized by four indices which allow us to discern among
different local structures like fcc, hep, bee, and icosahedral
environments. The present calculations (both AIMD and ML)
show that the five-fold symmetry dominates in I-La because the
sum of perfect and distorted icosahedral structures reaches a
value of 53% of the pairs with the number of perfect ones being
around 30%. The amount of local bcc-type pairs is also
significant, £27%; however, there is virtually no vestige of fcc
and hcp-type pairs.

3.1.2. Liquid Li,Pb Alloy. Figure 3 depicts the ML calculated
partial pair distribution functions gy(r) and partial static
structure factors S;(q) along with the corresponding AIMD
results. Both sets of results are practically identical, with very
minor discrepancies concerning the amplitudes of the gpypy(r).

We have evaluated the isothermal compressibility in the alloy
by using the expression*’

511(0)5,(0) — $5(0)
%,52,(0) + x,8,,(0) — 2\/@512(0) (1)

where p is the number density of the alloy, «; is the concentration
of component i, and S;(0) are the g — 0 values of the partials.
These latter values were derived by extrapolating the ML-
calculated S;(q) in the same way that was performed for I-La.
Now the smallest wavevector attained was g = 0.080 A™". Thus,
we obtained (with an uncertainty ~#+0.001) S;;;;(0) = 0.071S,

pkyTky =
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Figure 3. Ashcroft—Langreth (AL) partial pair distribution functions
and static structure factors S;(q) for the liquid Li,Pb alloy at 1075 K.
Full blue, red, and green lines are the ML results, whereas dashed lines
are the AIMD results.

Stipb(0) = —0.0275 and Spypy(0) = 0.0920. The application of eq
1 yielded a value of k- = 8.18 + 0.20 (in 10" m* N~ units).
There are no experimental data for this magnitude, but we will
later compare it with the data for the adiabatic compressibility.
Finally, we note that information about the ordering tendencies
in the alloy is given by the long-wavelength limit of the Bhatia—
Thornton (BT) concentration—concentration partial structure
factor, S..(q), which can be evaluated in terms of the previous
partials.”> For this alloy, we have obtained S..(q — 0)/(x;x,) =
0.0975, which clearly indicates a strong heterocoordinating
tendency in the liquid Li,Pb alloy.

3.2. Collective Dynamics. 3.2.1. Liquid La. The collective
dynamics of density fluctuations in a liquid can be described by
the intermediate scattering function, F(q, t), which is the
autocorrelation function of the microscopic g-dependent
number density.*' Its time Fourier transform (FT) gives the
frequency spectrum known as the dynamic structure factor,
S(q, ).

Figure 4 shows, for several g-values, the AIMD results for
F(q, t) along with the corresponding ML results. The calculated
F(q, t) show a structure qualitatively similar to other liquid
metals: at small g’s, there is an oscillatory form, suggesting wave
propagation, which is combined with a decaying term that
indicates the existence of relaxation modes. The interplay
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Figure 4. Normalized intermediate scattering function, F(q, t)/F(q, t =
0), of I-La at T = 1250 K for several g values.

between these two terms evolves with increasing g-values with
the decaying term smoothly and progressively overcoming the
propagating mode, leading at q & g, to a very slow monotonic
decay of F(q, t).

Further insights into the physical causes behind the
propagation and relaxation mechanisms can be obtained from
theoretical models where the F(q, t) is expressed using the
formalism of memory functions,"' more specifically its second-
order memory function N(g, t), i.e.

M(q) ]_1

F(q,2) = S(q)(z + TN D)

)

where P(q, z)and N (g, z) are the Laplace transforms of F(q, t)
and N(q, t), respectively, My(q) = ksTq>/(mS(q)), and m is the
atomic mass. The N(g, t) can be modeled by an analytical
function with two exponentially decaying terms (slow and fast
ones), i.e.

N(g, t) = A(g)e™"™9 + Ag(q)e™/@ (3)

where 7,(q) and 7{q) represent slow and fast relaxation times,
respectively. Physically, one term has a thermal origin, whereas
the other is associated to the viscoelastic behavior of the
liquid.**~**

We used F(g, t) obtained by the AIMD and ML simulations in
order to evaluate the associated functions N(g, t). Then, they
were fitted to eq 3 and were analyzed to find out whether they
are consistent with a generalized hydrodynamic model (fast
viscoelastic mode and a slow thermal one) or a generalized
viscoelastic model, where the fast term is the thermal one.
Specifically, we evaluated the generalized heat capacity ratio,
7(q), which in the g — 0 limit leads to the thermophysical value
Yo i.e., the ratio between the specific heats at constant pressure
and constant volume.

If the slow mode is associated to the thermal relaxation, then
Ay(q) = (y(q) — 1)M,(q), but if it is connected to the viscoelastic
relaxation, then Ay(q) = w?(q) — 7(q)My(q),"** where w?(q) is
the second frequency moment of the longitudinal current
correlation function (see below), which is obtained directly from
the simulations.

By exploring both possibilities, we have calculated the
functions y4,(q) and y,(q), which represent the values obtained
for y(q) when either the thermal or the viscoelastic relaxations
proceed by the slow mode, respectively.

The results are depicted in Figure S, which shows the obtained
7i(q) and 7,(q) values within the range 9/9, £0.70 A~! Both
functions exhibit a very different conformation, with y,(g) taking
values which are always greater than those of y4,(q); moreover,
when q — 0, the 7,(q) becomes unphysically large. As for the
7w(q), we observe that the AIMD results show a monotonous
increasing behavior down to the smallest attainable g-value
(q/qP = 0.19 A™); however, the ML values show that a
noticeable change around that same g-value and the associated
7w(q) displays a slowly decreasing behavior toward q = 0, with a
Yau(q = 0) = yo~ 1.25.

We are not aware of any experimental data for the y(g) of1-La
but we note that the qualitative structure of the ML calculated
7w (q) is very similar to that reported in the experimental data of
Hosokawa et al.*” for the y(g) of -Fe near melting. Specifically,
the yexp‘Fe(q) begins with a value of ~1.40 at q/4,, . ~ 0.07 A
and smoothly increases reaching a value of ~1.55 at q/q,r.
0.21 A™" and then decreases toward a value of ~1.1 at q/ G e
0.67 A™' (where Gpre ~ 298 A,

~
~
~
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Figure S. Generalized specific heat ratio, y(q), as obtained from the
generalized hydrodynamic model (circles) and the generalized
viscoelastic model (lozenges). The red and gray symbols are the
AIMD and ML simulation results, respectively.

Although there are no experimental data for y(qg = 0) =y, of
l-La near melting, we can compare it with two estimates, namely,
¥o=1.23"""" and 1.31,”° which were obtained by combining the
experimental data of the adiabatic compressibility and the
calculated isothermal compressibility.

The previous results suggest that the slow mode is associated
with the thermal relaxation, and therefore, the generalized
hydrodynamic model seems to be the appropriate one for
describing the microscopic dynamics of I-La; moreover, it
predicts a behavior for y(q) which is qualitatively consistent with
the experimental data for I-Fe and, furthermore, it also provides
an estimate for y, that compares well with some semiempirical
values.

The dynamic structure factors, S(q, ®), are plotted in Figure
6, and show side peaks up to q ~ (3/5)q,, whereas for greater g-
values, we observe a monotonic decreasing behavior.

0.4
t
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02|
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Figure 6. ML results for the dynamic structure factors, S(q, @)/S(q), of
I-La at T = 1250 K and several g values.

We have determined the frequency of the side peaks as a
function of the wavevector, namely, the function w,,(q), which
represents the associated dispersion relation of the density
excitations; therefrom, a g-dependent adiabatic sound velocity
¢(q) = w,(q)/q is obtained and has been depicted in Figure 7.
Again, the AIMD and ML simulation results are practically
identical but only the latter ones are able to clearly indicate the
existence of positive dispersion. In the ¢,(¢ — 0) limit, this
magnitude reduces to the bulk adiabatic sound velocity, ¢, and
by extrapolating the previous ML simulation results, we have
obtained an estimate ¢, = 2230 (£150) m/s which qualitatively
agrees with the experimental data ¢, = 2022 m/ s.”

Another important magnitude in the collective dynamics is
the current due to the overall motion of the particles, j(q, t)

Figure 7. g-dependent adiabatic sound velocity of I-La at T = 1250 K.
The red and gray symbols are the AIMD and ML simulation results,
respectively.

N
i(q, 1) = %2 v(expligR(1)] .
j=1

where N is the total number of particles and v;(t) is the velocity
of particle j at time t.*' From its longitudinal, j*(q, t), and
transverse, jT(q, t), components, we have evaluated the
associated longitudinal and transverse current correlation
functions

CMgq, t) = (*(q, )jL*(g, t = 0)) ()

1
CT(‘]; t) = 5<]T(qr t)'jT*(q; t= 0)> (6)
and their respective time FT, the associated spectra C*(q, @) and
Cl(g, o).

For any fixed g-value, when the CX(g, w) is plotted as a
function of @, we observe a maximum, and its associated
frequency, namely, w"(q), stands for the dispersion relation of
the longitudinal modes. These are plotted in Figure 8 where it is
observed that the AIMD and ML simulation results are very
similar, although the ML approach again provides closer insights
into the small g-region.
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Figure 8. Longitudinal dispersion relation of -La, as obtained from the
maxima in the spectra of the longitudinal current, C*(q, ®).

Figure 9 depicts, for a range of g-values, the calculated AIMD
and ML results for C’(g, t). For both small and large g, this
function must be monotonically decreasing with time, but for
intermediate q values, it shows oscillations.

Correspondingly, its spectrum, C'(q, @), when plotted as a
function of w, shows within some g-range clear peaks that are
related to propagating shear waves. According to the present ML
results, the peaks start at g ~ 0.15 A™" and last until g ~ 3.0g,
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Figure 9. Normalized transverse current correlation function, CT(q, t)/
C'(g, t=0), of l-La at T = 1250 K for several q values.

when they fade away. Moreover, we have found a second, higher
frequency peak that shows up over a much smaller g-range.
Some examples of the behavior of C'(g, ), along with the
corresponding longitudinal spectrum, ct (g, ), are shown in
Figure 10, where the appearance and later disappearance of the
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Figure 10. ML calculated spectral functions of the normalized
longitudinal and transverse current correlation function, C'(gq, w)
and C"(g, w), respectively, for several q values.

high-frequency peak for increasing g is observed. Moreover, it is
also seen that the peak in the longitudinal spectrum at a given q is
mostly unrelated to the peaks in the transverse one at that same
value of g.

The high- and low-frequency dispersion relations for the
transverse modes are plotted in Figure 11. Some proximity is
observed between the values of the high-frequency transverse
peak, which is almost nondispersive, and the maximum in the
longitudinal dispersion relation, as shown in Figure 8, which is
located around q,/2. Such behavior has been previously

Figure 11. Transverse dispersion relation of I-La, as obtained from the
maxima in the spectra of the transverse current, C'(g, ). The blue
dashed line represents the corresponding Z(®).

observed in other systems’' —>° and explained in terms of
mode-coupling theories. This type of theories describes an
indirect coupling between the transverse current at the
wavevector considered, g, and the longitudinal magnitudes at
all wavevectors, k, each one affected by a q and k (and also
lq — kl)-dependent weight.*">> It turns out that the maximum
weight is obtained for k around q,/2 and g roughly in the range
between g,/2 and q,,, leading to the behavior observed in Figure
11.

Recently, it has been observed™ ™ that some liquid metals
exhibit the simultaneous appearance of such high-frequency
transverse branch and the presence of a marked high-frequency
peak/shoulder in the spectra of its velocity autocorrelation
function, namely, Z(®). The latter is defined as the FT into the
frequency domain of Z(t) = (¥,(t)¥,(0))/(v), where the index
1 refers to a tagged ion in the fluid and (----) stands for the
ensemble average. As shown in Figure 11, the present results for
I-La confirm this connection between the structure of the Z(w)
and the existence of one or two transverse dispersion branches.
There is not a complete theory that explains the common
absence or presence of a high-frequency peak in Z(w) and in
C"(q, w) for a certain g-range, especially because in case the peak
exists in Z(w), it is naturally assigned to the influence of
longitudinal modes.®’ Nevertheless, the possible existence of
such a correlation has witnessed increasing computational
evidence, and the present results for 1-La engross the list of
systems, where both features appear together.

The self-diffusion coeflicient, D, can be determined from the
time integral of Z(t), which has led to a value of D = 0.22 + 0.01
A%/ps. There are no experimental self-diffusion data for I-La;
nevertheless, lida and Guthrie® inferred a value D = 0.34 A%/ Ps,
derived from some semiempirical expressions based on modified
Stokes—Einstein-type formulas which relate the self-diffusion
coeficient to other thermophysical magnitudes such as the
density and the viscosity.

From the calculated C'(g, t), we also estimated the shear
viscosity coeficient 7, as follows.”" The memory function
representation of C’(g, t), namely

kT

2 —1
~T ~
(g, 2) = 2|z + Li(q, z)]
m pm

(7)
where the tilde denotes the Laplace transform and introduces a

generalized shear viscosity coefficient 7(q, z). The area under

the normalized C'(q, t) gives mCT(q, z=0)/(kgT), and the
extrapolation g — 0 of7j(q, z = 0) =#(q) gives the shear viscosity
coeflicient 7. This procedure has been performed by fitting the
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ML simulation results with the expression, 77(q) = /(1 + a’q®),
which was first proposed to analyze the results for a dense hard-
sphere sgfstem1 but has also been applied to more complex
systems. ?

Figure 12 shows the AIMD and ML simulation results for
1(q) with the ML ones delving deeper into the small g-region.
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Figure 12. g-dependent shear viscosity, 7(q) of I-La. The dashed line
represents the fitting to the expression 5(q) = /(1 + a’q?).

We have evaluated its long-wavelength limit, yielding a value for
the shear viscosity, 7 = 3.40 + 0.25 (GPa ps) which is close to
one of the two reported experimental data 5 = 2.65, 3.27.”

3.2.2. Liquid Li,Pb Alloy. For a two-component system, the
AL partial intermediate scattering functions, Fy(q, t), are defined
as a straightforward generalization of the definition previously
given for a one-component system. Along with the BT partial
intermediate scattering functions, they provide information
about the collective dynamics of the fluctuations in the partial
number densities, componentwise in the case of the AL
functions, and topological and chemical in the case of the BT
ones. Their time FT yields the respective AL and BT partial
dynamic structure factors, S;(q, @) (see refs 64 and 65 for more
details).

Another interesting magnitude is the i-type component
particle current

1 ;

j(g,t) = —= ), v (t)expliq-R; ()]

i \/ﬁz E 0] (0 ®)
because by evaluating the autocorrelation functions of its
longitudinal, j/(g,t), and transverse j;(q, t) components, we
obtain the partial longitudinal C,-L)-(q, t), and transverse, C;-" (g 1),
current correlation functions, respectively.éz*’65 Moreover, it can
be shown that the partial dynamic structure factors are related to
the spectra of the partial longitudinal current correlation
functions (both AL and BT), Cj(q, ), through the equation
Ci(g o) = (0*/4°)Si(q, ®).

All of the abovementioned partial correlation functions have
been evaluated by both AIMD and ML simulations, and below
we report the more interesting results as yielded by the ML
simulations.

Figure 13 shows, for several g-values, the AIMD and ML
results for the number—number intermediate scattering
function, Fyy(q, t). This function represents the autocorrelation
function of the total number density in the alloy, and therefore,
its behavior is qualitatively similar to the intermediate scattering
function in a one-component system; namely, it has an
oscillatory structure at small g-values which is depleted by the
effect of a decaying contribution.
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Figure 13. Normalized number—number intermediate scattering
function, Fyy(q, t)/Fyn(g, t = 0), in the liquid Li,Pb alloy for several
q values.

The existence of propagating density fluctuations can be
revealed by the appearance, within some g-range, of side peaks in
the partial dynamic structure factors S,-}-(q, ). Figure 14 shows,
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Figure 14. ML simulation results for the partial dynamic structure
factors, Sy;1;(q, @), (full lines) and Syy(g, @), (broken lines) in the
liquid Li,Pb alloy for several small g-values.

for the set of smallest attainable g-values, the obtained ML
results for S;;(q, @) and Syn(g, @). The peaks are clearly
visible, and with increasing g-values, its amplitude diminishes,
and its position moves to higher frequencies.

From the frequencies associated with the positions of the side
peaks, we have derived the corresponding dispersion curves,
o1i:(q), ®pepp(q), and @y (g), which are plotted in Figure 15.
Notice that the w;;;;(q) and wyy(g) show two branches (high-
and low-frequency branches), whereas the @pypp(q) displays
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Figure 15. ML simulation results for the dispersion relations wy;;(q) C v
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corresponds to a phase velocity of S000 m/s. (b) Closer insights into
the low wavevector region.

one, low-frequency, branch. The low-frequency wy;;;(gq) branch
appears for a range of g < 0.45 A~" and basically coincides with
the wpppp(q) and wyn(q) branches. All of them, when g — 0
smoothly merge into a hydrodynamic sound. On the other hand,
the high-frequency branch of wy;;;(q) begins at around the same
g-value where the low frequency one vanishes and, in principle,
would be compatible with a phase velocity of #5000 m/s which
is similar to the value associated to the high-frequency mode
revealed in the INS data of Alvarez et al.>’ Our results for the
high-frequency branch of @wy;;;(q) show its appearance at g =
0.45 A~ but do not allow us to conclude anything about its
existence for smaller g values because it does not show up due to
a small weight and/or, additionally, it is shielded by other,
diffusive, modes.

The adiabatic sound velocity in the alloy, ¢, has been obtained
from the slope of wyy(g = 0) with a value ¢, ~ 2030 + 150 m/s
which agrees very well with the experimental data of
~2000 m/s.°® From the previous value for ¢, along with the

formulak,y = (p. c2)"!, where p,, is the mass density of the alloy,

we have evaluated the adiabatic compressibility «,4 in the alloy,
obtaining a value k4 = 7.50 & 0.20 (in units of 10" m* N~')
which is similar to the estimates suggested by Ruppersberg and
Speicher.”” Moreover, taking into account that k1 = yyk,q, where
7o stands for the ratio of specific heats, and using the previous
value for ky, we obtain an estimate y, ~ 1.09 (+0.05) which
compares well with the theoretical value of y;, &~ 1.10 obtained by
Bryk and Mryglod'” in their GCM study of this alloy.

In order to gather additional information about the previous
collective excitation modes, we calculated the spectra of the
longitudinal current correlation functions, CiLj(q, ). These
functions allow the exposure of longitudinal modes that are not
visible in the S;(q, @) because the appearance of the factor »*
attenuates the low-frequency modes (namely, the diffusive
ones) and enhances the high frequency ones.

Figure 16 shows the ML calculated C[(q, ®) values for several
small-q values. For g < 0.26 A7, the Ch,p,(q, @) displays just
one peak, whereas the Cl;;(q, @) and Cn(g, @) exhibit two
peaks. At greater ¢’s, all just show one peak, which is the high
frequency one in the case of the LiLi and NN functions. On the
other hand, Cfp,(q, @) has extrema that can be either positive or
negative. Interestingly, in the region q < 0.26 A™', the positive
peak in Cf;p,(g, @) coincides in the position with the peaks in
CliLi(g, @) and Chypp(q, @), which suggests the existence of an
acoustic mode, where all the atoms/ions vibrate in phase.

Figure 16. ML simulation results for the partial longitudinal current
correlation functions, Cj;(g, ), in the liquid Li,Pb alloy. Full blue line:
Clii(q, @), red line: Chpy(q, ), and green line: Cfpy(g, ). The PbPb
and LiPb components for g = 0.554 and 0.835 A™' have been multiplied
by a factor of S to ease comparison.

From the positions of the peaks in C5(g, @), we have obtained
the longitudinal dispersion relations, ;;(q), which are plotted in
Figure 17. There appear two branches for wf;;(¢q) and win(q)
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Figure 17. (a) ML simulation results for the longitudinal dispersion
relations @l ;(q) (blue circles), @fyp,(q) (red squares), and wky(q)
(gray triangles) for the Li,Pb liquid alloy. (b) Closer insights of the low
wavevector region.

and one branch for @f,py,(q). From the ML results, we can get
full insights into the small g behavior of the high-frequency
branch of @f;;(q) which clearly tends to a finite value when
q — 0; this result clearly shows the kinetic (nonhydrodynamic)
nature of this excitation and discards previous claims concerning
the fast sound character of this mode.

In order to make connection with the previous simulations
that interpreted a merging of fast and slow sound into the
hydrodynamic sound mode as ¢ — 0,'° we have calculated the
phase velocities corresponding to the dispersions of the
longitudinal currents, which are plotted in Figure 18.

As in ref 16, we observe a merging of two phase velocities into
the hydrodynamic c,, one from below (corresponding to Pb) and
the other one from above (corresponding to Li). However, it is
clear that the higher one cannot be identified with the fast sound
mode. The fast sound phase velocity, when g — 0, does not bend
down abruptly to match the one that goes toward ¢, from above
as inferred in ref 16. On the contrary, it increases toward infinity
as a consequence of the optical character of the mode with a
nonzero frequency at g = 0.

We have also evaluated the partial transverse current
correlation functions as they provide information about the
shear modes in the alloy and its viscosity. An important
magnitude in the following discussion is the total transverse
current correlation function CL(g, t) = (jf (g, t)ji*(g, 0)), where
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Figure 18. Phase velocities, w(g)/q corresponding to the dispersion
relations of the longitudinal currents. Symbols are the same as in the
previous figure, and lines correspond to the hydrodynamic sound
velocity and the fast sound velocity deduced from the peak positions of

SLiLi(% o).

i, 6) = Pmyil (g, t) + 23 *moi) (g, t) ©)
is the total transverse current, m; (i = 1, 2) is the atomic mass of
component i, and j; (g, t) is the transverse component of the
current defined in (8).

The Chpp(q,w) and C{(q,w) are found to have just a low-
frequency peak, whereas Cf;;(q,@) has a high-frequency peak
and, for a limited g range, also another low-frequency one. The
corresponding transverse dispersion relations, ;. (q), are shown
in Figure 19.

0 04 0.8
o -1
qA )

Figure 19. ML simulation results for the transverse dispersion relations
{1;(q) (full and shaded blue circles), wf,p,(q) (shaded red squares),
and w{(q) (open green triangles), for the Li,Pb liquid alloy. The
magenta diamonds correspond to the high-frequency longitudinal
f;1;,(q)- The continuous line represents the data obtained from eq 10.

The low-frequency transverse excitations correspond to shear
waves that appear after a finite propagation gap. Near the edge of
the propagation gap, the frequencies of the shear waves can be
reasonably described by a viscoelastic model,”® with

wy(q) =aq* —q° (10)

where g is the minimum wavevector for the existence of shear
waves which in the present calculation gave the value g. = 0.401
A~'. For q values somewhat larger than g the low-frequency
branch can also be described by a linear form, wi(q) ~
cr(q — qr), where the slope, g, yields an estimate of the velocity
of propagation of the shear modes in the alloy, ¢; & 1250 +
150 m/s.

The high-frequency branch of ®{;;;(q) tends to a finite
nonzero frequency in the long wavelength limit. This value is

observed to coincide with the value taken by the longitudinal
high-frequency branch, also shown in Figure 19, in this limit.
This is the expected behavior for the optical longitudinal and
transverse modes of a non-ionic binary liquid. Should
unscreened Coulombic interactions between ions exist, then a
gap between the longitudinal optic and transverse optic modes
at ¢ — 0 would appear.*®

We finally report the alloy shear viscosity, which has been
evaluated by a method that is just an extension of the one-
component formulation (see eq 6) to the case of binary systems,
using the total transverse current correlation function, C(g,t),
defined previously (for more details, consult refs 69 and 70). By
resorting to the memory function representation of CZ(q, t), we
obtain a generalized shear viscosity coefficient, 7(g, z), and the
extrapolation to ¢ — 0 of 7(q) =7(g, z = 0) gives the alloy shear
viscosity.

Figure 20 shows the AIMD and ML results for #7(q). The
q = 0 limit of the ML results yields a value for the shear viscosity

09—

n(q) (GPa ps)

0 0,5 1
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Figure 20. g-dependent shear viscosity, 77(g) of the liquid Li,Pb alloy.

The dashed line represents the fitting to the expression mentioned in
the text.

of n = 0.89 = 0.05 (GPa ps). We are unaware of any
experimental data to compare with, but there is some
experimental trend according to which if an alloy exhibits
heterocoordinating tendencies, as is the case in this alloy, then its
shear viscosity usually shows a positive deviation from linearity.
From the experimental values of the pure components at T =
1075 K, i.e., 7(Li) = 0.27 + 0.05 and 5(Pb) = 1.22 + 0.10 (GPa
ps), a linear variation gives a value that is half the present result.
Therefore, a positive deviation from linearity clearly occurs, as
might be expected from the strong heterocoordinating tendency
of Li,Pb.

4. CONCLUSIONS

We have applied the ML method to develop accurate
interatomic potentials for both 1-La and the Li,Pb alloy. These
potentials were trained on AIMD simulations and tested by
comparing a range of static, dynamics, and transport properties
with those previously calculated by the AIMD simulations.
The results reported for I-La constitute the first AIMD study
of its static and dynamic properties, with previous studies
employing only semiempirical models. We analyzed the static
structure through the pair distribution function, g(r), and the
static structure factor, S(g). We identified an asymmetric shape
in the second peak in S(q) with a marked shoulder. This feature
has been linked to the existence of icosahedral short-range order
in the liquid. A further calculation using the CNA method
revealed a significant presence of perfect and distorted
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icosahedral structures, consistent with previous results linking
the icosahedral structure to an asymmetric second peak in S(gq).

In addition, we have determined the generalized specific heat
ratio, 7(q) by analyzing the relaxation processes behind the
intermediate scattering function. The ML simulation results
have proven to be crucial in revealing the low-q shape of y(q)
which appears qualitatively similar to the experimental y(q) of I
Fe, as found by Hosokawa.” Although no direct experimental
data are available, the extrapolated value y(q — 0) = y, agrees
with some semiempirical estimates.

The calculated dynamic structure factors, S(g, @), show side
peaks that are indicative of collective density excitations.
According to ML results, the associated dispersion relation
shows the existence of a positive dispersion that could not be
detected within the AIMD calculations. The transverse
dispersion relation for I-La exhibit two branches consistent
with the suggested connection between the structure of the
spectra of the VACF and the existence of one/two transverse
dispersion branches. Results have also been reported for several
transport coeflicients, namely, the self-diffusion, adiabatic sound
velocity, and shear viscosity coefficients. Taking into account the
scarcity of data for most of these transport coeflicients, we expect
that the present results will be of interest for future experimental
and theoretical research.

Despite all the previous work on the liquid Li,Pb alloy, there
remained some controversial points about its properties, in
particular about the nature of the high-frequency excitation
associated with the LiLi dispersion relation, that have been
addressed in detail in the present study. The reported ML
simulations have delivered results for its static and dynamic
properties with a precision matching the AIMD simulation
results. However, the capability of the ML simulations to
provide accurate information about the g — 0 behavior of any g-
dependent physical magnitude has been key to perform a very
detailed investigation of the high-frequency excitation branch
related to the LiLi dispersion relation. The ML simulation
results show that this excitation is a kinetic (nonhydrodynamic)
optic mode, and given the near ab initio precision of the present
ML simulations, we can confidently rule out the fast sound
character of this excitation. We have moreover reconciled the
different views on the behavior of this alloy, showing that indeed,
despite the kinetic optical nature of the high-frequency “fast
sound” mode, a merging does exist between the phase velocities
associated with the low-frequency peaks of the longitudinal
currents associated with the heavy and light particles.

Overall, we have shown the power of ML interatomic
potentials to analyze with higher accuracy multiple properties
while, at the same time, finally discern the origin of some special
features discovered in recent years.

B AUTHOR INFORMATION

Corresponding Authors
Beatriz G. del Rio — Departamento de Fisica Tedrica Atémica y
Optica, Universidad de Valladolid, 47011 Valladolid, Spain;
Email: beatriz.gonzalez.rio@uva.es
Luis E. Gonzélez — Departamento de Fisica Teérica Atémica y
Optica, Universidad de Valladolid, 47011 Valladolid, Spain;
orcid.org/0000-0001-6264-8329;
Email: luisenrique.gonzalez@uva.es

Complete contact information is available at:
https://pubs.acs.org/10.1021/acs.jctc.4c00049

Notes
The authors declare no competing financial interest.

B ACKNOWLEDGMENTS

We thank D. J. Gonzalez for his helpful comments and
suggestions. We acknowledge the support of the Spanish
Ministry of Economy and Competitiveness (project
PGC2018-093745-B-100) which is also partially supported by
FEDER funds. B.G.R. additionally acknowledges the funding
received from the Spanish Ministry of Universities through the
Maria Zambrano program partly funded by the European
Union-NextGenerationEU funds and Universidad de Valladol-
id.

B REFERENCES

(1) Alder, B. J.; Wainwright, T. E. Phase transition for a hard sphere
system. J. Chem. Phys. 1957, 27, 1208—1209.

(2) Rahman, A. Correlations in the motion of atoms in liquid argon.
Phys. Rev. 1964, 136, A405—A411.

(3) Car, R;; Parrinello, M. Unified approach for molecular dynamics
and density-functional theory. Phys. Rev. Lett. 1985, S5, 2471—2474.

(4) Hohenberg, P.; Kohn, W. Inhomogeneous electron gas. Phys. Rev.
1964, 136, B864—B871.

(5) Kohn, W.,; Sham, L. J. Self-consistent equations including
exchange and correlation effects. Phys. Rev. 1965, 140, A1133—A1138.

(6) Breuil, M.; Tourand, G. Etude de la structure du lanthane liquide
par diffraction de neutrons. Phys. Lett. 1969, 29, S06—507.

(7) Waseda, Y.; Tamaki, S. The structure of rare earth metals in the
liquid state. Philos. Mag. 1977, 36, 1-8.

(8) McAlister, S. P.; Crozier, E. D. Compressibility and sound velocity
of some liquid rare earths. Solid State Commun. 1981, 40, 375—378.

(9) Shimoji, M.; Itami, L. Atomic Transport in Liquid Metals; Trans
Tech: Switzerland, 1986.

(10) Yokoyama, I; Arai, T.; Waseda, Y. Effective pair potentials and
structures of liquid rare earth metals near the melting point. Mater.
Trans., JIM 1993, 34, 389—392.

(11) Thakor, P. B.; Sonvane, Y. A.; Patel, H. P.; Gajjar, P.N.; Jani, A. R.
Structural properties of liquid lanthanides using charge hard sphere
reference system. In AIP Conf. Proc., 2012; Vol. 1447; p 557.

(12) Patel, H. P,; Thakor, P. B.; Sonvane, Y. A. Thermodynamical
properties of liquid lanthanides—a variational approach. In AIP Conf.
Proc., 2015; Vol. 1665; p 11006.

(13) Patel, H. P.; Sonvane, Y.; Thakor, P. B. Investigation of electronic
transport properties of lanthanides in liquid phase. Phys. Chem. Lig.
2018, 56, 790—800.

(14) Jacucci, G.; Ronchetti, M.; Schirmacher, W. Computer
simulation of the liquid Li,Pb alloy. J. Phys, Collog. 1985, 46, C8-
385—C8-389.

(15) Bosse, J.; Jacucci, G.; Ronchetti, M.; Schirmacher, W. Fast sound
in two-component liquids. Phys. Rev. Lett. 1986, 57, 3277—3279.

(16) Fernandez-Perea, R; Alvarez, M.; Bermejo, F. J.; Verkerk, P.;
Roessli, B.; Enciso, E. Collective ionic dynamics in a molten binary
alloy. Phys. Rev. E 1998, 58, 4568—4581.

(17) Bryk, T.; Mryglod, I. Collective excitations and generalized
transport coefficients in a molten metallic alloy Li,Pb. Condens. Matter
Phys. 2004, 7, 285—300.

(18) Anento, N.; Gonzilez, L. E.; Gonzdlez, D. J.; Chushak, Y.;
Baumbketner, A. Viscoelastic model for the dynamic structure factors of
binary systems. Phys. Rev. E 2004, 70, 041201.

(19) de Jong, P. H. K.; Verkerk, P.; de Vroege, C. F.; de Graaf, L. A;
Howells, W. S.; Bennington, S. M. Observation of fast sound in liquid
Li T1 and liquid Li,Pb by inelastic neutron scattering. J. Phys.: Condens.
Matter 1994, 6, L681—1L686.

(20) Alvarez, M.; Bermejo, F. J.; Verkerk, P.; Roessli, B. High-
frequency dynamics in a molten binary alloy. Phys. Rev. Lett. 1998, 80,
2141-2144.

https://doi.org/10.1021/acs.jctc.4c00049
J. Chem. Theory Comput. XXXX, XXX, XXX—XXX


https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Beatriz+G.+del+Rio"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
mailto:beatriz.gonzalez.rio@uva.es
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Luis+E.+Gonza%CC%81lez"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-6264-8329
https://orcid.org/0000-0001-6264-8329
mailto:luisenrique.gonzalez@uva.es
https://pubs.acs.org/doi/10.1021/acs.jctc.4c00049?ref=pdf
https://doi.org/10.1063/1.1743957
https://doi.org/10.1063/1.1743957
https://doi.org/10.1103/PhysRev.136.A405
https://doi.org/10.1103/PhysRevLett.55.2471
https://doi.org/10.1103/PhysRevLett.55.2471
https://doi.org/10.1103/PhysRev.136.B864
https://doi.org/10.1103/PhysRev.140.A1133
https://doi.org/10.1103/PhysRev.140.A1133
https://doi.org/10.1016/0375-9601(69)90401-0
https://doi.org/10.1016/0375-9601(69)90401-0
https://doi.org/10.1080/00318087708244443
https://doi.org/10.1080/00318087708244443
https://doi.org/10.1016/0038-1098(81)90841-3
https://doi.org/10.1016/0038-1098(81)90841-3
https://doi.org/10.2320/matertrans1989.34.389
https://doi.org/10.2320/matertrans1989.34.389
https://doi.org/10.1080/00319104.2017.1399264
https://doi.org/10.1080/00319104.2017.1399264
https://doi.org/10.1051/jphyscol:1985858
https://doi.org/10.1051/jphyscol:1985858
https://doi.org/10.1103/PhysRevLett.57.3277
https://doi.org/10.1103/PhysRevLett.57.3277
https://doi.org/10.1103/PhysRevE.58.4568
https://doi.org/10.1103/PhysRevE.58.4568
https://doi.org/10.5488/CMP.7.2.285
https://doi.org/10.5488/CMP.7.2.285
https://doi.org/10.1103/PhysRevE.70.041201
https://doi.org/10.1103/PhysRevE.70.041201
https://doi.org/10.1088/0953-8984/6/44/007
https://doi.org/10.1088/0953-8984/6/44/007
https://doi.org/10.1103/PhysRevLett.80.2141
https://doi.org/10.1103/PhysRevLett.80.2141
pubs.acs.org/JCTC?ref=pdf
https://doi.org/10.1021/acs.jctc.4c00049?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Journal of Chemical Theory and Computation

pubs.acs.org/JCTC

(21) Alemany, M. M. G.; Souto-Casares, J.; Gonzilez, L. E.; Gonzdlez,
D. J. Static structure, collective dynamics and transport coefficients in
the liquid Li-Pb alloy. An ab initio molecular dynamics study. J. Mol. Lig.
2021, 344, 117775.

(22) Del Rio, B. G.; Gonzélez, L. E. Ab initio study of longitudinal and
transverse dynamics, including fast sound, in molten UO, and liquid
Li—Pb alloys. J. Chem. Phys. 2023, 159, 234502.

(23) Giannozzi, P.; Baroni, S.; Bonini, N.; Calandra, M.; Car, R;;
Cavazzoni, C.; Ceresoli, D.; Chiarotti, G. L.; Cococcioni, M.; Dabo, L;
et al. QUANTUM ESPRESSO: a modular and open-source software
project for quantum simulations of materials. J. Phys.: Condens. Matter
2009, 21, 395502.

(24) Giannozzi, P.; Andreussi, O.; Brumme, T.; Bunau, O.;
Buongiorno Nardelli, M.; Calandra, M.; Car, R,; Cavazzoni, C,;
Ceresoli, D.; Cococcioni, M.; et al. Advanced capabilities for materials
modelling with QUANTUM ESPRESSO. J. Phys.: Condens. Matter
2017, 29, 465901.

(25) Perdew, J. P.; Burke, K; Ernzerhof, M. Generalized gradient
approximation made simple. Phys. Rev. Lett. 1996, 77, 3865—3868.

(26) Kresse, G.; Hafner, J. Ab initio molecular dynamics for liquid
metals. Phys. Rev. B 1993, 47, 558—561.

(27) Kresse, G.; Hafner, J. Ab initio molecular-dynamics simulation of
the liquid-metal—amorphous-semiconductor transition in germanium.
Phys. Rev. B 1994, 49, 14251—14269.

(28) Kresse, G.; Furthmuller, J. Efficient iterative schemes for ab initio
total-energy calculations using a plane-wave basis set. Phys. Rev. B 1996,
54, 11169—11186.

(29) Kresse, G.; Furthmuller, J. Efficiency of ab-initio total energy
calculations for metals and semiconductors using a plane-wave basis set.
Comput. Mater. Sci. 1996, 6, 15—50.

(30) Lee, K;; Yoo, D.; Jeong, W.; Han, S. SIMPLE-NN: an efficient
package for training and executing neural-network interatomic
potentials. Comput. Phys. Commun. 2019, 242, 95—103.

(31) Behler, J. Atom-centered symmetry functions for constructing
high-dimensional neural network potentials. J. Chem. Phys. 2011, 134,
074106.

(32) Behler, J.; Parrinello, M. Generalized neural-network representa-
tion of high-dimensional potential-energy surfaces. Phys. Rev. Lett.
2007, 98, 146401.

(33) Gastegger, M.; Schwiedrzik, L.; Bittermann, M.; Berzsenyi, F.;
Marquetand, P. wACSF—weighted atom-centered symmetry functions
as descriptors in machine learning potentials. J. Chem. Phys. 2018, 148,
241709.

(34) Imbalzano, G.; Anelli, A.; Giofré, D.; Klees, S.; Behler, J.; Ceriotti,
M. Automatic selection of atomic fingerprints and reference
configurations for machine-learning potentials. J. Chem. Phys. 2018,
148, 241730.

(35) Thompson, A. P.; Aktulga, H. M.; Berger, R.; Bolintineanu, D. S.;
Brown, W. M,; Crozier, P. S.; in 't Veld, P. J.; Kohlmeyer, A.; Moore, S.
G.; Nguyen, T. D,; et al. LAMMPS—a flexible simulation tool for
particle-based materials modeling at the atomic, meso, and continuum
scales. Comput. Phys. Commun. 2022, 271, 108171.

(36) Schenk, T.; Holland-Moritz, D.; Simonet, V.; Bellissent, R.;
Herlach, D. M. Icosahedral short-range order in deeply undercooled
metallic melts. Phys. Rev. Lett. 2002, 89, 075507.

(37) Lee, G. W.; Gangopadhyay, A. K;; Kelton, K. F.; Hyers, R. W,;
Rathz, T. J.; Rogers, J. R;; Robinson, D. S. Difference in icosahedral
short-range order in early and late transition metal liquids. Phys. Rev.
Lett. 2004, 93, 037802.

(38) Lee, G. W.; Gangopadhyay, A. K; Hyers, R. W.; Rathz, T. J;
Rogers, J. R.; Robinson, D. S.; Goldman, A. L; Kelton, K. F. Local
structure of equilibrium and supercooled Ti-Zr-Ni liquids. Phys. Rev. B
2008, 77, 184102.

(39) Blairs, S. Review of data for velocity of sound in pure liquid metals
and metalloids. Int. Mater. Rev. 2007, 52, 321—344.

(40) Blairs, S. Sound velocity of liquid metals and metalloids at the
melting temperature. Phys. Chem. Lig. 2007, 45, 399—407.

(41) Balucani, U.; Zoppi, M. Dynamics of the Liquid State; Clarendon:
Oxford, 1994.

(42) Honeycutt, J. D.; Andersen, H. C. Molecular dynamics study of
melting and freezing of small Lennard-Jones clusters. J. Phys. Chem.
1987, 91, 4950—4963.

(43) Clarke, A. S.; Jonsson, H. Structural changes accompanying
densification of random hard-sphere packings. Phys. Rev. E 1993, 47,
3975—-3984.

(44) Luo, W. K; Sheng, H. W.; Alamgir, F. M,; Bai, J. M.; He, J. H;
Ma, E. Icosahedral short-range order in amorphous alloys. Phys. Rev.
Lett. 2004, 92, 145502.

(4S) Shimoji, M. Liquid Metals; Academic Press: London, 1977.

(46) Scopigno, T.; Balucani, U,; Ruocco, G.; Sette, F. Density
fluctuations in molten lithium: inelastic X-ray scattering study. J. Phys.:
Condens. Matter 2000, 12, 8009—8034.

(47) Bafile, U.; Guarini, E.; Barocchi, F. Collective acoustic modes as
renormalized damped oscillators: unified description of neutron and X-
ray scattering data from classical fluids. Phys. Rev. E 2006, 73, 061203.

(48) Calderin, L.; Gonzélez, L. E.; Gonzilez, D. J. Ab initio molecular
dynamics study of the static, dynamic, and electronic properties of
liquid mercury at room temperature. J. Chem. Phys. 2009, 130, 194505.

(49) Hosokawa, S.; Inui, M.; Matsuda, K.; Ishikawa, D.; Baron, A. Q.
R. Damping of the collective modes in liquid Fe. Phys. Rev. B 2008, 77,
174203.

(50) Marcus, Y. On the compressibility of liquid metals. J. Chem.
Thermodyn. 2017, 109, 11—185.

(51) Marqués, M.; Gonzalez, L. E.; Gonzalez, D. J. Pressure-induced
changes in structural and dynamic properties of liquid Fe close to the
melting line. An ab initio study. J. Phys.: Condens. Matter 2016, 28,
075101.

(52) del Rio, B. G; Gonzdlez, L. E. Longitudinal, transverse, and
single-particle dynamics in liquid Zn: ab initio study and theoretical
analysis. Phys. Rev. B 2017, 95, 224201.

(53) del Rio, B. G.; Chen, M.; Gonzalez, L. E.; Carter, E. A. Orbital-
free density functional theory simulation of collective dynamics
coupling in liquid Sn. J. Chem. Phys. 2018, 149, 094504.

(54) Del Rio, B. G.; Gonzdlez, D.J.; Gonzdlez, L. E. An ab initio study
of the structure and atomic transport in bulk liquid Ag and its liquid-
vapor interface. Phys. Fluids 2016, 28, 107105.

(55) Del Rio, B. G.; Pascual, C.; Gonzéilez, L. E.; Gonzélez, D. J.
Structure and dynamics of the liquid 3d transition metals near melting.
An ab initio study. J. Phys.: Condens. Matter 2020, 32, 214005.

(56) Gonzilez, L. E.; Gonzdlez, D. J. First principles determination of
static, dynamic and electronic properties of some liquid 4d transition
metals near melting. Int. J. Refract. Met. Hard Mater. 2022, 107, 105898.

(57) Guarini, E.; Bafile, U.; Barocchi, F.; De Francesco, A.; Farhi, E.;
Formisano, F.; Laloni, A.; Orecchini, A.; Polidori, A.; Puglini, M.; et al.
Dynamics of liquid Au from neutron Brillouin scattering and ab initio
simulations: analogies in the behavior of metallic and insulating liquids.
Phys. Rev. B 2013, 88, 104201.

(58) Bryk, T.; Demchuk, T.; Jakse, N.; Wax, J. F. A search for two types
of transverse excitations in liquid polyvalent metals at ambient pressure:
an ab initio molecular dynamics study of collective excitations in liquid
Al, T, and Ni. Front. Phys. 2018, 6, 00006.

(59) Bryk, T.; Demchuk, T.; Jakse, N. Atomistic structure and
collective dynamics in liquid Pb along the melting line up to 70 GPa: a
first-principles molecular dynamics study. Phys. Rev. B 2019, 99,
014201.

(60) Jakse, N.; Bryk, T. Pressure evolution of transverse collective
excitations in liquid Al along the melting line. J. Chem. Phys. 2019, 151,
034506.

(61) Gaskell, T.; Miller, S. Longitudinal modes, transverse modes and
velocity correlations in liquids. I. J. Phys. C: Solid State Phys. 1978, 11,
3749-3761.

(62) Iida, T.; Guthrie, R. I. L. The Thermophysical Properties of Metallic
Liquids; Oxford University Press: Oxford, 2015.

(63) Balucani, U.; Brodholt, J. P.; Jedlovszky, P.; Vallauri, R. Viscosity
of liquid water from computer simulations with a polarizable potential
model. Phys. Rev. E 2000, 62, 2971—-2973.

(64) Souto, J.; Alemany, M. M. G.; Gallego, L. J.; Gonzalez, L.;
Gonzélez, D. Static structure, microscopic dynamics and electronic

https://doi.org/10.1021/acs.jctc.4c00049
J. Chem. Theory Comput. XXXX, XXX, XXX—XXX


https://doi.org/10.1016/j.molliq.2021.117775
https://doi.org/10.1016/j.molliq.2021.117775
https://doi.org/10.1063/5.0182648
https://doi.org/10.1063/5.0182648
https://doi.org/10.1063/5.0182648
https://doi.org/10.1088/0953-8984/21/39/395502
https://doi.org/10.1088/0953-8984/21/39/395502
https://doi.org/10.1088/1361-648x/aa8f79
https://doi.org/10.1088/1361-648x/aa8f79
https://doi.org/10.1103/PhysRevLett.77.3865
https://doi.org/10.1103/PhysRevLett.77.3865
https://doi.org/10.1103/PhysRevB.47.558
https://doi.org/10.1103/PhysRevB.47.558
https://doi.org/10.1103/PhysRevB.49.14251
https://doi.org/10.1103/PhysRevB.49.14251
https://doi.org/10.1103/PhysRevB.54.11169
https://doi.org/10.1103/PhysRevB.54.11169
https://doi.org/10.1016/0927-0256(96)00008-0
https://doi.org/10.1016/0927-0256(96)00008-0
https://doi.org/10.1016/j.cpc.2019.04.014
https://doi.org/10.1016/j.cpc.2019.04.014
https://doi.org/10.1016/j.cpc.2019.04.014
https://doi.org/10.1063/1.3553717
https://doi.org/10.1063/1.3553717
https://doi.org/10.1103/physrevlett.98.146401
https://doi.org/10.1103/physrevlett.98.146401
https://doi.org/10.1063/1.5019667
https://doi.org/10.1063/1.5019667
https://doi.org/10.1063/1.5024611
https://doi.org/10.1063/1.5024611
https://doi.org/10.1016/j.cpc.2021.108171
https://doi.org/10.1016/j.cpc.2021.108171
https://doi.org/10.1016/j.cpc.2021.108171
https://doi.org/10.1103/PhysRevLett.89.075507
https://doi.org/10.1103/PhysRevLett.89.075507
https://doi.org/10.1103/PhysRevLett.93.037802
https://doi.org/10.1103/PhysRevLett.93.037802
https://doi.org/10.1103/PhysRevB.77.184102
https://doi.org/10.1103/PhysRevB.77.184102
https://doi.org/10.1179/174328007X212490
https://doi.org/10.1179/174328007X212490
https://doi.org/10.1080/00319100701272084
https://doi.org/10.1080/00319100701272084
https://doi.org/10.1021/j100303a014?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/j100303a014?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1103/PhysRevE.47.3975
https://doi.org/10.1103/PhysRevE.47.3975
https://doi.org/10.1103/PhysRevLett.92.145502
https://doi.org/10.1088/0953-8984/12/37/302
https://doi.org/10.1088/0953-8984/12/37/302
https://doi.org/10.1103/PhysRevE.73.061203
https://doi.org/10.1103/PhysRevE.73.061203
https://doi.org/10.1103/PhysRevE.73.061203
https://doi.org/10.1063/1.3137582
https://doi.org/10.1063/1.3137582
https://doi.org/10.1063/1.3137582
https://doi.org/10.1103/PhysRevB.77.174203
https://doi.org/10.1016/j.jct.2016.07.027
https://doi.org/10.1088/0953-8984/28/7/075101
https://doi.org/10.1088/0953-8984/28/7/075101
https://doi.org/10.1088/0953-8984/28/7/075101
https://doi.org/10.1103/PhysRevB.95.224201
https://doi.org/10.1103/PhysRevB.95.224201
https://doi.org/10.1103/PhysRevB.95.224201
https://doi.org/10.1063/1.5040697
https://doi.org/10.1063/1.5040697
https://doi.org/10.1063/1.5040697
https://doi.org/10.1063/1.4966656
https://doi.org/10.1063/1.4966656
https://doi.org/10.1063/1.4966656
https://doi.org/10.1088/1361-648X/ab6f16
https://doi.org/10.1088/1361-648X/ab6f16
https://doi.org/10.1016/j.ijrmhm.2022.105898
https://doi.org/10.1016/j.ijrmhm.2022.105898
https://doi.org/10.1016/j.ijrmhm.2022.105898
https://doi.org/10.1103/PhysRevB.88.104201
https://doi.org/10.1103/PhysRevB.88.104201
https://doi.org/10.3389/fphy.2018.00006
https://doi.org/10.3389/fphy.2018.00006
https://doi.org/10.3389/fphy.2018.00006
https://doi.org/10.3389/fphy.2018.00006
https://doi.org/10.1103/PhysRevB.99.014201
https://doi.org/10.1103/PhysRevB.99.014201
https://doi.org/10.1103/PhysRevB.99.014201
https://doi.org/10.1063/1.5099099
https://doi.org/10.1063/1.5099099
https://doi.org/10.1088/0022-3719/11/18/012
https://doi.org/10.1088/0022-3719/11/18/012
https://doi.org/10.1103/PhysRevE.62.2971
https://doi.org/10.1103/PhysRevE.62.2971
https://doi.org/10.1103/PhysRevE.62.2971
https://doi.org/10.1016/j.jnucmat.2011.01.112
pubs.acs.org/JCTC?ref=pdf
https://doi.org/10.1021/acs.jctc.4c00049?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Journal of Chemical Theory and Computation

pubs.acs.org/JCTC

properties of the liquid Bi—Pb alloy. An ab initio molecular dynamics
study. J. Nucl. Mater. 2011, 411, 163—170.

(65) Souto, J.; Alemany, M. M. G.; Gallego, L. J.; Gonzélez, L. E,;
Gonzélez, D. ]. Static structure, microscopic dynamics and electronic
properties of the liquid Bi—Li alloy. An ab initio molecular dynamics
study. Modell. Simul. Mater. Sci. Eng. 2013, 21, 075006.

(66) Saar, J.; Ruppersberg, H. Calculation of C,(T) for liquid Li/Pb
alloys from experimental p(T) and (dp/dT), data. J. Phys. F: Metal Phys.
1987, 17, 305—314.

(67) Ruppersberg, H.; Speicher, W. Density and compressibility of
liquid Li-Pb alloys. Z. Naturforsch. 1976, 31, 47—52.

(68) Hansen, J. P. Theory of Simple Liquids; Academic Press: New
York, 1986.

(69) Blanco, J.; Gonzélez, D. J.; Gonzilez, L. E.; Lépez, ]. M.; Stott, M.
J. Collective ionic dynamics in the liquid Na-Cs alloy: an ab initio
molecular dynamics study. Phys. Rev. E 2003, 67, 041204.

(70) Gonzilez, D. J.; Gonzilez, L. E.,; Lépez, J. M.; Stott, M. J.
Collective modes in liquid binary alloys. An ab initio molecular
dynamics study of the LiMg and LiBa alloys. J. Phys.: Condens. Matter
2008, 17, 1429—1456.

https://doi.org/10.1021/acs.jctc.4c00049
J. Chem. Theory Comput. XXXX, XXX, XXX—XXX


https://doi.org/10.1016/j.jnucmat.2011.01.112
https://doi.org/10.1016/j.jnucmat.2011.01.112
https://doi.org/10.1088/0965-0393/21/7/075006
https://doi.org/10.1088/0965-0393/21/7/075006
https://doi.org/10.1088/0965-0393/21/7/075006
https://doi.org/10.1088/0305-4608/17/2/003
https://doi.org/10.1088/0305-4608/17/2/003
https://doi.org/10.1515/zna-1976-0106
https://doi.org/10.1515/zna-1976-0106
https://doi.org/10.1103/PhysRevE.67.041204
https://doi.org/10.1103/PhysRevE.67.041204
https://doi.org/10.1088/0953-8984/17/10/002
https://doi.org/10.1088/0953-8984/17/10/002
pubs.acs.org/JCTC?ref=pdf
https://doi.org/10.1021/acs.jctc.4c00049?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

