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ABSTRACT

The atomic pair-distribution function of simple liquid and glass shows exponentially decaying oscillations beyond the first peak, representing
the medium-range order (MRO). The structural coherence length that characterizes the exponential decay increases with decreasing temper-
ature and freezes at the glass transition. Conventionally, the structure of liquid and glass is elucidated by focusing on a center atom and its
neighboring atom shell characterized by the short-range order (SRO) and describing the global structure in terms of overlapping local clusters
of atoms as building units. However, this local bottom-up approach fails to explain the strong drive to form the MRO, which is different in
nature from the SRO. We propose to add an alternative top-down approach based upon the density wave theory. In this approach, one starts
with a high-density gas state and seeks to minimize the global potential energy in reciprocal space through density waves using the pseudopo-
tential. The local bottom-up and global top-down driving forces are not mutually compatible, and the competition and compromise between
them result in a final structure with the MRO. This even-handed approach provides a more intuitive explanation of the structure of simple
liquid and glass.

© 2023 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution (CC BY) license
(http://creativecommons.org/licenses/by/4.0/). https://doi.org/10.1063/5.0159044
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I. INTRODUCTION

Liquid is a more condensed matter with density than solid. In
liquid, atoms are bound together by attractive interatomic poten-
tial, and their movements are highly correlated. Its structure is not
totally random, characterized by local order. How to determine and
understand such local order in the atomic arrangement and how to
relate it to properties, including the glass transition, are open and
challenging questions.” The atomic structure of liquid and glass
is usually described by the pair-distribution function (PDF), g(r),
which depicts the distribution of distances between two atoms,

1

g(r) = W:Z} (8(r =Iri—1])), 1

where r; is the atomic position of the i-th atom, N is the number of
atoms in the system, py is the average number density of atoms, and

1,3,6

(- - -) denotes the thermal and ensemble average. " Nominally, the
PDF describes only the two-body correlations, whereas properties
of liquid and glass often depend on correlations of higher orders.””
Nevertheless, the PDF is most widely used in describing the structure
because it can be determined with high accuracy by x-rays or neu-
tron diffraction measurement through the Fourier-transformation
of the structure function, S(Q), where Q is the momentum transfer
of scattering,"”*

The PDF shows many peaks indicating shell-like structures
around each atom. The first peak describes the short-range order
(SRO) in the nearest neighbor shell, whereas the peaks beyond
the first peak depict the medium-range order (MRO). A common
approach to explain the glass structure is to consider how the near-
est neighbor atoms of a central atom are configured and then try
to figure out how the local structures are stacked up to form the
MRO beyond the nearest neighbors." >'"""* This approach is suc-
cessful in describing certain features of the second PDF peak in
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terms of the topological MRO as combinations of local structural
motifs." '

However, the SRO and the MRO beyond the second peak show
various distinct behaviors, which cannot be readily explained by the
bottom-up approach. For instance, in metallic liquids, the position
of the first PDF peak, r1, and that of the second peak, r,, decrease
with increasing temperature, whereas those of the higher order peaks
increase following thermal expansion.'”'® When supercooled liquid
becomes glass through the glass transition at Tg, the MRO freezes
whereas the SRO does not.'” These distinct behaviors reflect the fun-
damental difference between the SRO and the MRO: they represent
different kinds of correlations. The first peak of the PDF, which
represents the SRO, describes the distribution of distances from
the central atom to the nearest neighbors. The number of atoms
involved, the coordination number, N¢, is 12-14 for simple lig-
uids with a dense-random-packed (DRP) structure, such as metallic
liquids,”””" and is less for covalent liquids. However, at longer dis-
tances, a PDF peak represents a much larger number of interatomic
distances. The width of the higher-order peaks in the PDF is of the
order of 1 A, much wider than the typical phonon amplitudes, which
are of the order of 0.1 A. Therefore, the peaks in the PDF beyond
the second neighbors do not represent individual interatomic dis-
tances, but instead they describe more coarse-grained local density
fluctuations.”’ In other words, the first peak describes the correla-
tions between two atoms, but the MRO describes the correlations
between atom and density fluctuations. The second peak is mixed in
nature.

For this reason, even though the PDF is a two-body correlation
function, some features of the MRO reflect those of higher-order
correlations; the derivative of the PDF depends on three-body corre-
lation among two atoms separated by r and the third atom at r + dr.
A piece of evidence that the MRO represents a different kind of cor-
relation from the SRO is the observation that correlations between
atoms in the MRO range decay with time more slowly than those
among the nearest neighbors.”” The decay of correlation with time
is best expressed by the Van Hove function (VHF), G(r, t),”

ﬁ UG CORVICUINE

G(r,t) =
where r;(t) is the position of the i-th atom at time ¢. From the
decay of the VHF peak height with time, the decorrelation time, 7,
can be determined. For high temperature liquids, it was found that
7 beyond the first peak depends both on distance and dimension by

(r) =70 + T,(%)X, X=—->: (3)

where a is the nearest neighbor distance defined by the first maxi-
mum in the PDF and d is the dimensionality.”” This dependence on
distance and dimension originates from the fact that 7(r) beyond the
first neighbors describes the statistical timescale of local density fluc-
tuations rather than the timescale of atom-atom correlations. The
number of atoms in the shell between r and r + dr, N,dr, increases
with 7 as N, o rd_l, so the number fluctuation is proportional to
/N, and thus to "2, as shown in Eq. (3), resulting in the linear
increase in 7(r) with r for three dimensions.

pubs.aip.org/aip/adv

In this work, we discuss the origin of the MRO by propos-
ing a top-down approach, by starting with a high-density gas state
and considering the effect of the interatomic potential on all atoms
at once using the density wave approach in reciprocal space.”***
Based on the idea of the pseudopotential,”*” we present a full
account of the theory. We show that the minimum in the pseu-
dopotential in reciprocal space drives the liquid to the density wave
state. However, the long-range density wave state is incompatible
with the SRO, and in our scheme, the competition and compromise
between the driving force to form the density wave and the driv-
ing force to create better SRO produce the structure with the MRO.
We begin by summarizing the nature of the medium-range order, as
discussed in our previous publications, introduce the density wave
theory and the concept of the pseudopotential, point out that the
minimum of the pseudopotential drives the system to the density
wave state, demonstrate that the simple density wave state approx-
imately reproduces the density profile, and discuss the implications
of the results in relation to dynamic cooperativity. Some details are
delegated to the appendices. For simplicity, we primarily focus on
simple liquids with spherical interatomic potentials, such as metallic
liquids.

Il. NATURE OF THE MEDIUM-RANGE
ORDER IN LIQUID

The MRO is characterized by fairly regular oscillations of the
PDF of which the amplitude attenuates with the distance as

exp (-r/&(T))

g(r) - 1|~ €Y

where &(T) is the structural coherence length. The process of deter-
mining the PDF by experiment through the Fourier-transformation
of S(Q) is non-trivial, often compromised by termination errors
originating from the limited range of Q in diffraction measurement.’
For this reason, the MRO has not received sufficient attention it
deserves. However, advances in instrumentation, including the use
of synchrotron radiation and electrostatic liquid levitation, signif-
icantly improved the accuracy of the PDF measurement, and the
MRO following Eq. (4) was found to extend much beyond several
neighbor shells.”" " For instance, the PDF of Pda,sNizsCusoPao
alloy liquid was found to have strong oscillations reaching beyond
20 A, as shown in Fig. 1(a), despite its complex chemistry.*

It was found that &,(T) is closely related to the dynamic prop-
erties of liquid such as viscosity’”” and fragility.” The fragility
coefficient,

_ dlog n(T) 5)

d(Tg/T) T=Tg’
where #(T) is the viscosity, characterizes how quickly viscosity
changes with temperature just above T,.** It was found that for a
variety of liquids, m is proportional to the number of atoms in the
coherence volume at Ty, n, = po(ES(Tg))3.33‘ Because n. is a mea-
sure of the number of atoms that are correlated with each other, this
relationship suggests a direct link between liquid fragility and liquid
cooperativity.
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FIG. 1. (a) G(r) =4nrpo[9(r) — 1] of PdssNiz5CusPy alloy liquid at
T = 573 K (solid curve) and the fit by Eq. (8) with Aygo = 1.619, Q; = 2.835 A~",
Suro = 0.402, and & = 4.743 A (dashed curve); (b) F(Q) = Q[S(Q) — 1] of the
same liquid (solid curve) and the Fourier-transformation of Eq. (8) shown as F(Q)
(dashed curve).

Moreover, &(T) was found to obey the Curie-Weiss law for
temperature dependence above Ty,

&) _ . T,
a T - T

(T>Ty), (6)

where T is the ideal glass temperature and &(T) diverges in extrap-
olation and is negative for all metallic liquids we studied.””"” Below
T,, the structure is frozen, and &,(T) remains constant. We explained
this temperature dependence® in terms of local density fluctuations
away from the structurally coherent glass (SCG) state as

pubs.aip.org/aip/adv
Go(r) = G(r) exp (r/&(T)), 7)
where
G(r) = 4mrpo[g(r) — 1] 8)

This state is an imaginary state, which is never achieved because T
is negative and the structure freezes at T,.”* This state is character-
ized by long-range density waves, although there is no periodicity
in the atomic positions. However, the Curie-Weiss law, Eq. (6),
implies that there is a driving force to increase local order and
approach this state as temperature is lowered. The purpose of the
present work is to discuss the origin of this driving force toward
the SCG state in terms of formation of density waves. At present,
the increase in cooperativity is explained mainly in terms of mode-
coupling,” " jamming,""" or random-first-order transition.” "’
The present work explores another angle to see this phenomenon
through energetics rather than through dynamics or geometry.

Ornstein and Zernike (OZ) proposed a scheme to connect
the SRO to the MRO through a self-consistency equation and pre-
dicted Eq. (4).° Slightly different approaches were suggested later
by others,””* but all these approaches are based on the idea that
the MRO is a direct consequence of the SRO. However, as we dis-
cussed above and elsewhere,”"""” there are fundamental differences
in nature between the SRO and the MRO. Even though the SRO
and the MRO are related, they are sufficiently distinct so that the
behavior of the MRO cannot be readily predicted from the SRO
alone. In the OZ theory, h(r), which describes the MRO, is given as a
convolution ¢(r), which describes the SRO. However, upon Fourier-
transformation to the reciprocal space, a convolution becomes a
product, so h(q) is non-linearly but directly related to c(q). Conse-
quently, the freezing of the MRO at T} results in the freezing of the
SRO in the OZ theory. The mean-field approximation used in the
OZ theory is justifiable at high temperatures. However, in the super-
cooled state, atoms are dynamically correlated and cooperative,” and
the accuracy of predicting the MRO by the OZ theory is question-
able. For example, it predicts the Curie-Weiss behavior, Eq. (6),
in high-temperature approximation, but with a positive Tjs."’ Fur-
thermore, Eq. (4) can be explained by the same argument used in
explaining Eq. (3).”Y Thus, even though Eq. (4) was first derived by
OZ theory based on their equation, the validity of Eq. (4) does not
justify the OZ theory.

As shown in Fig. 1(a), for a simple liquid, the oscillations in the
PDF representing the MRO are approximately described by

g(r) -1+~ AMRO% sin (Quror + Omro) €Xp (_EL) 7> Teutoff> (9)

where Apro is the amplitude of the MRO oscillations, Suro is the
phase factor, which is small, and 7., is the position of the first
minimum of the PDF beyond the first peak.”” The MRO wavevec-
tor, Qumro, is very close to the position of the first peak of S(Q), Q1.
As pointed out by Cargill,” this is because the first peak of S(Q) is
largely determined by the MRO oscillations, as shown in Fig. 1(b).
These MRO parameters describe the state of coarse-grained den-
sity fluctuations. Therefore, the MRO in the structure may be better
described in terms of density waves, represented by local density,
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p(r), and its Fourier-transform, p(q),”’25 rather than by the detailed

individual atomic positions. Note that the height of the second
peak is described well by Eq. (9). However, it contains two sub-
peaks, and their positions do not agree with the peak by Eq. (9).
These subpeaks represent the topological MRO'*™'® as an exten-
sion of the SRO, and their positions show temperature dependence
similar to that of the first peak by becoming shorter with increas-
ing temperature.'”'® Thus, the second peak of the PDF is mixed
in character, with its height representing the MRO and its peaks
representing the extended SRO.

Conversely, the oscillations in S(Q) at high-Q can be approxi-
mated by

S(Q-1

(a)
4 — G(n)
4 -== FT of fit.
e 2
=
G
0
-2
0 5 10 15 20
r (A)
(b)

FIG. 2. (a) S(Q) of Pdy;5Niz5CusoPyp alloy liquid at T = 573 K (solid curve) and
the fit by Eq. (10) with Bsgo = 5.151 A~", ry = 2.727 A, 8sro = 0.224, and
xs = 1.844 A=" (dashed curve); (b) G(r) of the same liquid (solid curve) and the
Fourier-transformation of Eq. (10) (dashed curve).

pubs.aip.org/aip/adv

(@) =1 2% in (Qn + o) exp (<2 ). Q> Quug (10)

where 7 is the position of the first peak in g(r) and Qytofr is the posi-
tion of the first minimum in S(Q) beyond the first peak, as shown
in Fig. 2(a). The Fourier-transform of Eq. (10) describes the first
peak of the PDF quite well, as shown in Fig. 2(b). Often the one-to-
one correspondence between Q and r is assumed.”’ However, this is
quite dangerous. As shown here, the first peak of S(Q) corresponds
to the MRO oscillations, whereas the first peak of the PDF (SRO)
is determined by the high Q part of S(Q). This reciprocal relation-
ship between S(Q) and g(r) for the SRO and MRO is the basis for the
present theory.

Equation (6) suggests that &(T) diverges at Tig and the system
reaches the structurally coherent glass (SCG) state with long-range
correlation without positional order. Although such a state can never
be reached in reality, it proves that there is a force to drive the liq-
uid to such a state at low temperatures. The S(Q) of the SCG state
has a §-function at Qumro.”” The three-dimensional S(Q) is charac-
terized by a Bragg sphere with a radius of Qumro. Interestingly, we
were able to create a model with such features using the Reverse
Monte-Carlo (RMC) method®” on the Go(r) obtained by Eq. (7)
using the experimentally determined G(r) for the Pd4; 5Niy5CusoP2o
alloy liquid.*”” In the present work, we explain why the SCG state
obtained by extrapolation is energetically preferred. We use the den-
sity wave theory to discuss the origin of the driving force toward this
state.

lll. DENSITY WAVE PICTURE OF THE LIQUID
STRUCTURE

A. Density wave theory and pseudopotential

We will describe the structure in terms of local density, p(r),

and its Fourier-transform, p(q), as*""’
p(r) =2 d(r—r) = fp(q)e"""dq, (11)
(@)= [ )™ ar (12
rPLq (2n)° P .

p(q) describes the density waves and is related to the structure
function, S(q), by

_ 1 2
S(q) = p0v|”(‘1)| , (13)

where V is the system volume. For simplicity, we consider a liquid in
which atoms are interacting with a spherical interatomic potential,
¢(r). The total potential energy is

U= [ pp*(*)o(lr~)drar’ = [ lp(@)Pé(la)da. (14)
where

o(laD) = 6(a) = [ o(Ire™"r. (15)
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FIG. 3. Modified Johnson potential (mJP) and ¢, (r) of Fe with ¢(rc) = 1 eV.

The ¢(r) of Fe, the modified Johnson potential,” is shown in Fig. 3.
It has a minimum at 7min = 2.62 A, which is in close vicinity to the
position of the first peak of the PDF, r;. On the other hand, the
¢(q) of Fe shows no minimum. However, this is misleading because
the ¢(q) is dominated by the highly repulsive part of ¢(r), whereas
the strongly repulsive part of the potential has no real effect on the
total energy because atoms cannot come so close to each other. For
this reason, we split the potential into two parts,

¢(r) = dpp(r) + Pr(7). (16)

Here, ¢p,(r) is the “pseudopotential” in which the strongly repulsive
part of ¢(r) is removed and ¢y(r) = ¢(rc) for r < rc is assumed ™"’
(Fig. 3). The cutoff, ., is chosen such that the cutoff temperature,
ksT. = ¢(r.) is well above the actual temperature, and no pair of
atoms is found at distances at r < r. (see Appendix A). ¢r(r) is
the repulsive part of the potential below r.. Then the total potential
energy is

U= UPP + Uk, (17)
Upp = f p(1)p* (¥ )op(|r — 7’| )drdr’ = Uppseiy (18)

Ur = f p(r)p*(r')(/m(’r - r'|)drdr' = Upgsely- (19)

Because ¢(r) is defined between distinct atoms, we have to subtract
the self-energies, Uppseir and Ug eelss

U = | 00" ()W (= Doyl e’ a0

Unear = [ o0 (F)W(Jr =+ )gu(|r = )drar', 1)
where

W(z) =1, if z<Ryp=a/2,

2
0, if 2> Ry, 22

pubs.aip.org/aip/adv

which defines the volume occupied by the central atom. Now,
the ground state structure is determined by minimizing U. How-
ever, because no pair of atoms is found at distances r < r. where
¢r(r) is non-zero, Ug = 0. Thus, it is sufficient to minimize U, to
determine the structure. This is equivalent to neglecting the high-
energy, unreachable parts of the potential energy landscape (PEL) "
from consideration because they are irrelevant in practice. For this
purpose, we divide p(r) also into two parts,

p(r) = ppp(r) + pr(r), (23)

where py(r), the pseudo-density function, is chosen to minimize
Upp, whereas pr(r) is chosen to enforce U = 0.

Interestingly, if the strongly repulsive part of the potential is
removed, the pseudopotential expressed in g-space, ¢py(g),

8rv(@) = b (lal) = [ (e "r (1)

shows a deep minimum at q,; , as shown in Fig. 4 for the modi-
fied Johnson potential with various cut-off energies, even though
the original ¢(q) has no minimum in the relevant range of q. If
¢pp(q) has a minimum at gmin, Upp, and thus the potential energy
U, is minimized by

1
pimin(q) = pod(q ~ Gpin)s P = ;fp(r)dr. (25)

This state is a long-range density wave state with gmin, akin to the
structurally coherent glass (SCG) state. Of course, to minimize the
total energy, the density waves with high-gs have to be involved as
well, but the first minimum is so dominant in ¢,,(g) that in the first
order, we just need to consider minimizing the energy within the
first valley of ¢,y(q), corresponding to the first peak in S(g). The
value of gmin depends only weakly on r., as shown in Fig. 5. At
¢(rc) = 4.5 eV, gmin agrees with the wavevector for the structurally
coherent glass of Fe Quro = 3.00 A™', obtained by fitting Eq. (8)
to the PDF at T,, and with the position of the first peak of S(Q),

®(re), (eV)
= origin mJP \
— 1.0
— 2.0
3.0
4.0
-10 5.0
6.0
7.0
- 8.0
— 0.0
- 10.0

0 1 2 3 4 5 6 7
q (A1)

Dpp(q), (eV)

=15

FIG. 4. ¢(q) and ¢y,(q) of Fe with various cut-off values.
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FIG. 5. Dependence of gmin on ¢(r) for various potentials. The dashed line
represents Qyro.

Qi = 3.02 A™". Therefore, it is reasonable to speculate that ¢p,(q)
is driving the system to the structurally coherent glass state. Q; and
r1 are connected through the formula,” Q| » 57/2, reflecting the
position of the first peak in Eq. (9). Often the one-to-one corre-
spondence between Q and r is assumed.”’ However, this is highly
misleading because the first peak of S(Q) corresponds to the MRO
oscillations whereas the first peak of the PDF affects the higher
Q part of S(Q), as shown in Figs. | and 2.795% Therefore, it is most
likely that the minimum in ¢p,(gq) is providing the driving force
to form the SCG state. The actual ground state is determined usu-
ally with additional constraints, such as keeping the total number
of atoms constant. Such constraints result in Lagrangian multipli-
ers for minimization of the potential energy. In addition, we have to
consider the effect of ¢,,(g) at higher g beyond the first valley. These
details are left for future study.

To examine the generality of the idea that the SCG state is
driven by the first minimum of ¢,,(q), we studied ¢,,(q) for two
other simple pairwise potentials, the Lennard-Jones (L]) potential
and the repulsive Yukawa (Y) potential. In both cases, the para-
meters were chosen such that the atomic number density, Qi,
and the potential depth, ¢,,(Q1), agree with those of liquid Fe
(see Appendix B). As shown also in Fig. 5, the value of gmin was
found to be close to Q; and only weakly dependent on ¢(r.) for
both cases. This applies even to the hard-sphere model.”” Therefore,
it is likely that in DRP liquids in general, the structurally coherent
glass state is driven by ¢p,(q).”° Instead of focusing on ¢(r) in real
space directly affecting two atoms at a time as in the bottom-up
approach, we consider the effect of ¢,,(q) operating on the entire
system of atoms in the high-temperature gaseous state in the top-
down approach in reciprocal space. Then, the minimization of the
potential energy in Eq. (24) by forming the density wave state is
likely be the force to drive the liquid toward the structurally coherent
glass state. The presence of this substantial driving force toward the
density wave state explains why the well-defined oscillations charac-
terizing the MRO persist up to long distances and high temperatures
even for metallic alloy liquids with complex compositions.

pubs.aip.org/aip/adv

B. Density wave state

The structurally coherent glass (SCG) state is macroscopically
isotropic and cannot be described by a single density wave, Eq. (24).
To describe this state approximately, we consider the density wave
(DW) state defined by a large set of density wave vectors q,,
with the same length, gpw = |‘1Dw| = Qumro, evenly distributed over
all angles in q space forming a Bragg sphere and use it as the
pseudo-density function,

pun(r) = powa(r) =po+ [ pa(dpy )e™ . (26)
where

PA(qDW) = ‘PA(qu)|ei6DW(qDW)~ (27)

To keep the density real, we assume

lpa(=apw)| = lpa(dpw)l:  Sowa(dpw) = —Opwa(~dpw)- (28)

The phase factor, dpw. A(qDW)’ is added to avoid atom pileups. It
varies strongly and nearly randomly for the gpw vectors in dif-
ferent directions. The sets of the phase factors, {8DW,A(qDW)},

and amplitudes, { PA(‘IDW) }, characterize each density wave state.
For simplicity, we use A to designate the sets of the phase fac-
tors, {8DWA(qDW)}, and amplitudes, {|pA(qDW)|}. Because there
are infinite sets of these factors, there are infinite density wave states,
pow,a (r). The DW state has long-range density correlations without
translational symmetry. A quasicrystal®® is an example of a solid with
long-range correlation without translational symmetry. It is a crystal
in six-dimensions projected to three-dimensions with an irrational
projection angle.”” The DW state is a crystal in N-dimensions pro-
jected with nearly random phase factors because the Bragg sphere
can be considered to be made of an infinite number of Bragg points
covering the sphere. Below, we show that the DW state, described
by the pseudo-density function pp,(r), is close to the structurally
coherent glass state of liquid except for details of the SRO.

The S(g) of the structure defined by Eq. (26) has just the Bragg
peak at gpw, which is the first peak of the S(g) of the SCG state.
Because the first peak of S(q) describes the MRO as shown in Fig. 1,
the PDF of this state represents just the MRO portion of the PDF,

2 .

gpw* sin gpwr
 BE—

Tipp  gowT

gmro(r) =1 = By(qpw) (29)

where
By(gow) = L*(|p(dpw)|*) (30)

and V = L*. Its derivation is given in Appendix C. The total poten-
tial energy, Eq. (14), is independent of the phase factors. Thus, all
the density wave states characterized by the sets of different phase
factors are degenerate in energy for a given value of B,(qis). This
basic degeneracy is reflected in the high degeneracy of the basins
in the PEL.”” The PDF predicted by Eq. (30) agrees well with the
MRO portion of the PDF, as shown in Fig. 6 by the dashed curve.
Thus, the DW state approximately represents the principal density
fluctuations in the SCG state.
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FIG. 6. PDF of the model of the structurally coherent glass (SCG) state for liquid (a)
Fe created by the RMC method (solid curve). The sharp peak at 2.0 A reflects
the imposed minimum atomic distance. See Ref. 32 for details of the model. The 0.025

dashed curve represents the density wave (DW) state given by Eq. (28).

0.020
However, the wavelength of this density wave in liquid Fe, E 0015
Apw = 27/qpw = 2.09 A, is too long to specify the atomic position £
with sufficient accuracy. In addition, because ¢(r) is repulsive at S
short distances, p(r) has gaps between atoms where p(r) = 0. The §0.010
pseudo-density function, py,(r), cannot accurately describe these o
Q.

atomic level details, even though it catches the principal density
fluctuations. To describe the atomic positions and these gaps accu- 0.005
rately, we need to include pr(r), which represents contributions
from waves with gs higher than gig and eliminates atomic over-

laps. Indeed, as shown in Fig. 6, the G(r) of the DW state badly 0.000 =3 > oy 0 1 > 3
misses the first peak for the SCG state in height and sharpness. The Sow(q(now))

sharp and tall first peak in G(r), seen in Figs. 1(a) and 6, indicates

good SRO, which is driven by ¢(r) in real space. Thus, the DW

state driven by ¢,,(g) in q space and the SRO driven by ¢(r) in real (b)

space are mutually incompatible. As we discuss below, the conflict T

between these two competing driving forces determines the extent of g:ghesd Eﬁ\tlrébil:]tg; gp\:glslieistsolfiéé)(;fk (a(now))| and (b) dow (q(ow) ). The
the MRO.

P

(@) (b)

FIG. 7. (a) Density profile of ppw/(r) by Eq. (26) compared with (b) that of the model, pmogei(r).
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To test this density wave picture, we start with the model of
the structurally coherent glass state created by the RMC method
based on the structure of liquid Fe, the PDF of which is shown in
Fig. 6. The original model consists of 54 000 atoms in a supercell of
L (L = 88.3 A) with cubic periodic boundary conditions and the
constraint of a minimum atomic distance of 2.0 A. However, because
the cubic boundary conditions are inconsistent with the assumed
isotropic nature of the density wave model, the model could not
maintain correlation over the whole volume and the oscillations in
G(r) decayed beyond 50 A. Thus, we took a central cubic portion of
the model with L = 50 A for the analysis of the structure and the PDF.
The allowed q vectors are g, = Aqn, where n = (ny, ny, n;), where
Aq =2n/Land ny, ny, and n; are integers. g(npw) = Aqnpw is chosen
so that

2 2
(”(‘JDW) - %) < Hpw < (Vl(qu) + %) , n(gpw) = %. (31)

Then, the density is given by

PDW(r) =po+ Z |p(q(nDW))|ei(‘1(”Dw)‘7+5Dw(q(”Dw))). (32)

hpw

The density profile of ppw(r) by Eq. (32) compares well except for
details with that of the model, p,401(r), as shown in Fig. 7. poger(r),
initially composed of §-functions, is convoluted with a Gaussian
profile with width w (=0.4 A) to model the uncertainty in posi-
tion, which is of the order of A;g/2, and mitigate the need of higher
q contributions. As indicated by Egs. (29) and (30), the values of
lo(q(npw))| scale as L™'. The L|p(q(npw))| shown in Fig. 8(a)
is widely distributed in magnitude, with the approximate proba-
bility of the two-dimensional Gaussian distribution reflecting the
two-dimensional nature of the Bragg sphere,

P(Lip(g(nom))]) = HPCADW)) exp(_mp(q(nwm ) 33)

2 2
2m’p(q) 20;)(61)

The phase factor, Spw (q(npw)), is evenly distributed from - to m,
as shown in Fig. 8(b).

IV. DENSITY WAVES IN REAL LIQUID AND GLASS

Whereas the DW state is the lowest energy state formed at the
minimum of ¢(g), at finite temperature, the system deviates from
the DW state because of thermal excitation. In addition, there are
geometrical frustration effects, as we discuss below. Consequently,
structural coherence cannot fully develop in liquid and glass, and the
density wave oscillations in the PDF are exponentially attenuated,
indicating limited spatial coherence, following Eq. (9). Whereas the
DW state has a Bragg-like first peak in S(Q), real liquid and glass
have a broader first peak due to limited coherence. When the atten-
uation is purely exponential, the shape of the first peak of S(Q) is
Lorentzian.”” We now discuss how thermal and geometrical effects
limit the structural coherence in liquid and glass.

A. Thermal excitation

In crystals, thermally excited phonons have well-defined
wavevectors, ¢, so that the lattice periodicity is not affected

pubs.aip.org/aip/adv

by phonon excitation. As a result, the Bragg peaks in S(Q)
remain §-function-like, and only their heights are reduced by the
Debye-Waller factor.® In contrast, phonons in liquid are strongly
attenuated by disorder,’ * and local density fluctuations are poorly
correlated in space. In addition, non-phonon, topological excitations
dominate at high temperatures.”” *' Consequently, the structure
itself fluctuates, resulting in spatially limited structural coherence.

In Ref. 36, the temperature dependence of the MRO coherence
length, &,(T), was explained in terms of local atomic-level pressure
(density) fluctuations. It can be shown that &(T) is related to the
local atomic-level volume fluctuations through

a 107° RA\2
£ () (34)
where &} is the relaxation volume strain in the Eshelby theory”” of

local geometrical mismatch between an inclusion and a hole in the
matrix, and it has two components,

(@)=Y (@) e

where s‘f,’”‘ is the thermal strain and sf,’mf is the atomic misfit strain.
The thermal strain is related to the atomic-level pressure p;** by

e = (K - 1)%, (36)

where B is bulk modulus and

3(1-v)
Ke= —7%, 37
“T2(1-2v) (37)
where v is Poisson’s ratio. The atomic-level pressure averages out to
zero so that (p) = 0, but it has a wide Gaussian distribution, with the
second moment following the equipartition theorem,"""’

ksT
(r') = 2B€/Ka' (38)
Thus,
ren\2\ (Ko —1)% ksT
<(8V ) )— 7](0‘ ﬁ (39)

Now, sl‘i’mf , the atomic misfit strain, originates from structural frus-
tration, as discussed below. Thus, the MRO coherence length is given
by the Curie-Weiss equation,

(E9) = () + {(5))

9 a (Ka- 1)? k(T - TiG)

= — = 40
107° & Kq 2BV (40)
where
2
Rmf)2 __(Ka_l) ksTic
<(€V ) >_ K« 2BV’ (1)

This theory explains the temperature dependence of &(T) with
excellent quantitative accuracy with the only adjustable value of

sé’"’f , which cannot be theoretically calculated.*
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B. Conflict between SRO and density wave state

The first peak of gmro(r) in the density wave state calculated by
Eq. (29) is as wide as the second peak (Fig. 6, dashed curve). Such a
broad peak is not compatible with ¢(r), which prefers the first peak
of g(r) to be tall and narrow. As shown in Fig. 6, the first peak of
the g(r) of the SCG state is much taller and sharper than that of the
DW state, suggesting that the SRO of the SCG state is better than
that of the DW state as a result of imposing a minimum in atomic
separation in constructing the SCG model. Furthermore, even the
model of the SCG state has poor SRO with very diverse local struc-
tures exemplified by the probability of the icosahedral clusters below
1%, whereas an icosahedral local structure is strongly preferred in
the bottom-up approach.'' "

Therefore, it is clear that the driving force to produce the DW
state with g = |‘1Dw| by minimizing ¢,,(q) in q space is in conflict
with the force to produce the SRO with as small local distortion
as possible by minimizing ¢(r) in real space. This conflict between
the two driving forces is the origin of the misfit strain, sz‘i’mf , and
limits the DW coherence in space, exponentially damping the DW
correlation. Again, its spatial average is zero, (sl‘{,’mf ) =0, and its
second moment determines Tig by Eq. (41). Because the value of
Ty is related to fragility,’ it is suspected that covalency in the
atomic bond is its origin. Strong covalency promotes better SRO
with well-defined local topology and suppresses the DW formation.
It is interesting to note that the atomic size mismatch, the differ-
ences in atomic size among the constituent elements, is not related
to the DW coherence length.”’ Atomic size mismatch destabilizes
the crystalline solid solution and in turn promotes glass formabil-
ity.® However, liquid and glass can accommodate size mismatch
by adjusting the local structure.”” Therefore, chemical atomic size
mismatch is not the origin of this effect.

C. Density wave picture of real liquid and glass

Because of thermal excitation and geometrical frustration, the
DW coherence is limited in space in liquid and glass. Therefore, real
liquid can be considered a collection of a very large number of dif-
ferent DW states, each characterized by a different set, A, confined
to a limited volume specified by &;. Then, the density profile of real
liquid and glass can be given as an assembly of many DW states by

p(r) = ZA: wea (11 ) pow.a(r), (42)

where wg, (7, ') is a window function with a size factor of &, cen-
tered at r’, for each DW state A. The variation in the base density
wave state, A, with position v represents the fundamental incoher-
ence in the state of real liquid and glass. The window functions can
be overlapping in space. In our model, they are strongly overlap-
ping exponentially decaying functions centered on each atom. If w,
A(r, r') is the same for all A and dependent only on r - r’. Through
the convolution theorem, the Fourier-transform of Eq. (33) is

p(q) = ZAI P(qDW,A)foA(q - qu)’ (43)

where W¢, a(q) is the Fourier-transform of wg, a(r). Because
p(qDW ,A) is a §-function, the peak profile of p(g) is determined by
W, 4(q). Thus, broadening of the first peak of S(Q) can be explained

pubs.aip.org/aip/adv

as a result of spatial confinement of the DW state. Then, by exam-
ining the shape of the first peak of S(Q), we gain knowledge on the
nature of the window function. For many good metallic liquids and
glasses with long &, it is close to the Lorentzian,”’ consistent with
the window function and with the exponentially decaying function,
whereas it is closer to the Gaussian for liquids and glasses with short
&;. The term “ideality” was introduced to indicate the closeness to
the Lorentzian shape.”

V. DISCUSSION
A. Density wave periodicity

For various metallic liquids studied by simulation,’” Q; approx-
imately shows a linear relation to p(])/ *, as shown in Fig. 9(a), by

0.46
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FIG. 9. (a) Plot of p:)/ 3 against Qs, the first peak position of S(Q), for various metal-
lic liquids by experiment for Pds; 5Ni7 5CusoPqp alloy liquid and by simulation for
others. The dashed line represents Q = CMRopa/ 3, with Cyro = 7.04 + 0.023;
(b) plot of 1/ry against Qs, where ry is the first peak position of g(r), for
the same group of liquids. The dashed line represents Q = Csro/r1 Wwith
Csro = 7.58 + 0.062.
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Qi = Carop®, with Curo = 7.04 + 0.023. (44)

Therefore, the MRO periodicity normalized by p(])/ ®is nearly univer-

sal for metallic liquids with the DRP structure, regardless of details
of atomic bonds and interatomic potentials. In Eq. (9), the first peak
is at amro = 57/2Qmro ~ 57/2Qy if we neglect duro. If we assume
this distance is twice the effective radius of an atom, R, the volume
fraction occupied by atoms by assuming a spherical atom, i.e., the
atomic packing fraction (PF), is given by

ar 1257
PF=——poRyr =~
3 48C31ro0

(45)

which gives PF = 0.726 for the value of Cmro in Eq. (44). This
value is very close to that of the f.c.c. structure (0.74) and of amor-
phous Fe (0.745°%), suggesting that the result in Eq. (44) supports
the idea that the DRP liquids have a nearly universal DW periodic-
ity, which depends only on the atomic number density. The position
of the first peak of g(r), r1, is inversely related to Q;, as shown in
Fig. 9(b), through Q; = Csgo/r1, with Csro = 7.58 + 0.062. How-
ever, the deviation in Csro, 0.82%, is almost three times larger than
that of Cymro, 0.33%. Furthermore, the MRO phase shift in Eq. (9),
Smro, is not negligible and varies with composition,'® affecting the
PDF peak positions. These results suggest that Q, reflects the average
structure of the system well, whereas r; does a poorer job, contrary
to general perception. This is probably because r; is influenced by
local chemistry and the nature of atomic bonds such as covalency.
By comparing Qi1 to density, Ref. 29 concluded that glass structure
has a fractal dimension whereas the notion of fractal dimension of
the structure was refuted later.®” The failure of Ref. 29 is most likely
because 7 is not a reliable parameter of the global structure of liquid
and glass.

B. Dynamic cooperativity and the MRO

Below the viscosity crossover, or Arrhenius, temperature,
T4, the viscosity of a liquid becomes super-Arrhenius and
increases rapidly with decreasing temperature toward the glass
transition.”* "’ Various theories were proposed to explain this
rapid rise in viscosity,' ”"** but the issue is still open. It is widely
agreed upon that the rise in viscosity is related to an increase in
atomic cooperativity.”'”* Bouchaud and Biroli* and Montanari and
Semerjian”® argued that the activation energy for viscosity in coop-
erative liquid and glass is proportional to the volume defined by the
cooperative regions. Now, the region of atomic cooperativity has
long been considered to be a local defect-like region where atomic
density is low and atoms are easier to move.” " However, this
assumption may need to be scrutinized in light of recent results. In
crystalline solids, structural defects provide atomic mobility, and this
knowledge prompted the definition of defects in glasses as soft or
loose regions. However, there is a critical difference between defects
in crystal and those in glass. In crystalline solids, defects are defined
in terms of local deviations from the lattice periodicity. When they
move, their identity does not change because they are topologi-
cally protected. On the contrary, in liquid and glass, defects are not
topologically protected and change their structure and nature signif-
icantly upon motion. In fact, application of small strain significantly
changes the activation energy spectrum for local deformation.”’
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Furthermore, at the saddle point of the PEL, the local structure
configurationally melts for a short time (~1 ps)*” and largely loses
the memory of their thermal history.®’ In general, the saddle point
is known as a generator of chaos,”*" and it is difficult to predict the
behavior after passing through the saddle point. Even before the final
saddle point is reached, the local PEL surface is far from smooth and
shows complex fractal heterogeneity”™"” because atomic connectiv-
ity changes all the time even in the apparently elastic regime.”*’
These numerous small local saddle points in the PEL can generate
chaotic uncertainty, eventually wiping out previous history. Then, a
deformation event may indeed be initiated by defects, but the local
structure changes significantly during the deformation event so that
the actual deformation event may be determined by more general
resistance to flow rather than by the initial state of flow.

In the density wave picture, the movements of atoms are
described in two ways, through the change in the phase factor,
Spw(dpy ) of Eq. (27) (phason)*’ and the change in the amplitude

of the density waves, P(‘1Dw)| (amplitudon). Because the density
wave represents many atoms, a phason or amplitudon excitation
created by an atom affects all atoms within the coherence volume,
resulting in cooperative atomic dynamics. In other words, density
waves provide resistance to atomic motion. This explains why the
number of atoms in the coherence volume, n. = po(fs(T))3, is a
good parameter to control the activation energy of viscosity”> and
fragility.*

In this context, the concept of hyperuniformity” could pro-
vide interesting guidance. Hyperuniformity refers to suppression of
density fluctuations by some internal order. It produces rigidity and
solid-like behavior. Crystals are a trivial case where the lattice peri-
odicity totally suppresses density fluctuations. In many amorphous
systems, hidden order can suppress density fluctuations and results
in the hyperuniform state.”’ " Now, the density wave state discussed
here is obviously hyperuniform when it is in equilibrium, and it
can be the basis for rigid, glassy behavior, but that state cannot be
reached because of the glass transition and the fact that T is nega-
tive. However, liquid is made of an assembly of many local DW states
with limited spatial extension. Then, the idea of hyperuniformity
could be expanded to account for local and dynamic behavior, and
it could explain resistance to flow by the MRO. Whereas this idea
needs further study, it points to a promising direction of research.

90

VI. CONCLUSION

The conventional approaches to elucidate the atomic structure
of liquid and glass are bottom-up approaches, in which one starts
with focusing on an atom and its neighboring atoms and adds more
atoms to form the global structure, locally minimizing the inter-
atomic potential energy. However, with this approach, it is difficult
to explain why well-defined MRO oscillations are always observed,
even in metallic liquids with complex compositions. It is commonly
assumed that the MRO is a direct consequence of the SRO. However,
the SRO and MRO are fundamentally different in nature because the
SRO describes atomic correlations within the atomic cage whereas
the MRO describes correlations with coarse-grained density fluc-
tuations. To resolve this conundrum, we suggest that the MRO is
not a direct consequence of the SRO but is driven by a different
collective force. We propose a two-way approach composed of an
inverted top-down approach as well as the bottom-up approach
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to conceptualize the formation of the structure. In the top-down
approach, we start with a high-density gas state and minimize the
global potential energy through density waves, which is driven by
the minimum in the pseudopotential in reciprocal space. The two
approaches are not mutually compatible, and the competition and
compromise between the two driving forces result in a structure with
the MRO. The strength of the MRO, which is expressed by the MRO
coherence length and is called “ideality,” is unrelated to the atomic
size mismatch and compositional complexity.”’ It is suspected that
the strong driving force for the SRO, such as strong covalency, com-
promises the MRO. The MRO coherence length is directly related
to viscosity near T and liquid fragility.” We surmise that this is
because the MRO, rather than the SRO, provides resistance to flow
in supercooled liquid and glass. The even-handed two-way approach
proposed here provides a more balanced account of the structure
and dynamics in simple liquid and glass. This could form a basis for
developing a more realistic and general theory to describe the state
of liquid and glass.
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APPENDIX A: PSEUDOPOTENTIAL

A measure of the magnitude of kT, = ¢(r.) may be given by
the timescale of overcoming the potential,

Tpp = TD €Xp ( (éc(Br;‘) ), (A1)

where 7p is the Debye time (~107"* s). This should be larger than
the total MD run time, Tmp. For liquid Fe at 2000 K and for
vp = 107 s, ¢(rc) must be larger than 2 eV.

APPENDIX B: LI AND YUKAWA POTENTIALS

The Lennard-Jones (L]) potential,
12 F\6
=Al(Z) -(2) |, Bl
é1y(r) [(0) (0)] (B1)
with A = 0.1 eV and 0 = 2.33 A, and the Yukawa potential,
B
$r(r) =~ exp (-x7), (B2)
with B = 10° eV and « = 5.328 A™!, were used in simulation.

APPENDIX C: DENSITY WAVE COEFFICIENT

From Egs. (11) and (12), for an atomic system,

plg) =2 ™ (c1)

Thus, the structure function S(q) is given by

1 —ig-(Ri—R; 1
S(q) = =3 e (R - |5 2
(9) NZJ e pdCll (C2)

For a spherical system,
S(@) = (5() = o [ S@)de, = ——{b@F). (€
q q e q)43% poV P q)l )

For a Bragg peak at g = g1, the area of the peak is

1 2
Ap(q1) = W(lp(‘h” )A‘Zr (C4)
where
2
Ag=—.
4=7 (c5)
Then,
2
Ap(ql) = EBP(L]])) (Ce)
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Thus,
1 .
g(r)-1:mf[s(q)-uosm(or)do

A 2
= th sin (qir) = By(q1) -2
7Tp0

( sin(@ir) ey
21 por r
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