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The disordered and hyperuniform structures of densely packed spheres near and at jamming are
characterized by vanishing of long-wavelength density fluctuations, or equivalently by long-range
power-law decay of the direct correlation function (DCF). We focus on previous simulation results that
exhibit the degradation of hyperuniformity in jammed structures while maintaining the long-range
nature of the DCF to a certain length scale. Here we demonstrate that the field-theoretic formulation of
stochastic density functional theory is relevant to explore the degradation mechanism. The strong-
coupling expansion method of stochastic density functional theory is developed to obtain the
metastable chemical potential considering the intermittent fluctuations in dense packings. The
metastable chemical potential yields the analytical form of the metastable DCF that has a short-range
cutoff inside the sphere while retaining the long-range power-law behavior. It is confirmed that the
metastable DCF provides the zero-wavevector limit of the structure factor in quantitative agreement
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DOI: 10.1039/d1sm01052b with the previous simulation results of degraded hyperuniformity. We can also predict the emergence of

soft modes localized at the particle scale by plugging this metastable DCF into the linearized Dean—
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|. Introduction

Hyperuniformity is characterized by density fluctuations that
decrease to zero at the longest scales.”™” We have observed the
hyperuniform states in a variety of complex soft matter systems,
including foams, polymer blends, colloidal suspensions and
biological tissues (see ref. 1 and 2 for reviews). It has also been
found that non-crystalline materials with hyperuniformity have
unique physical properties such as high-density transparency
and isotropic filtration of elastic or electromagnetic waves.'
Consequently, considerable attention has been given to disor-
dered hyperuniform materials fabricated at the micro- and
nano-scales, because of their potential importance for applica-
tions in photonics, electronics, and structural components with
novel properties.>*

Here we focus on computer glasses among the disordered
hyperuniform systems. Recent methodological developments
allow us to create computer glasses in an experimentally
relevant regime,'** and yet the disordered hyperuniformity at
jamming has not always been realized."*?*™** The emergence
of hyperuniformity depends on the preparation protocols,
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Kawasaki equation, a stochastic density functional equation.

partly because of the significantly long computational time
that is required to determine the configurations near and at
jamming.">>

On the one hand, some simulation studies have demon-
strated the hyperuniformity in densely packed spheres: the
structure factor S(k) in a hyperuniform state exhibits a non-
trivial linear dependence on the wavevector magnitude & in the
low-wavevector range near and at jamming (i.e., S(k) ~ k (k >
0)), and the zero-wavevector limit of the structure factor
S(0) eventually vanishes at jamming.">>** These results indi-
cate not only the existence of long-range order, but also
the complete suppression of density fluctuations over the
system scale.

Meanwhile, other simulation studies near and at
jamming®®*™*® provide the non-vanishing structure factor at
the zero wavevector. The degradation of hyperuniformity is that
either saturation or an upturn is observed for S(k) at the lowest
values of k, despite the linear relation above the crossover
wavevector k.:>5743

St~k (k>k), limS(k) > S(ko). (1)

k—0

It has also been demonstrated that S(0) is weakly dependent on
the density variation.*™*3
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The quantitative difference between the non-hyperuniform
and hyperuniform states can be seen from the inverse of the
zero-wavevector structure factors. While the non-vanishing
values of S(0) due to the incomplete linear-dependence of
S(k) are in the range of**™*3

1
10° < ——< 10° 2
s - @
the hyperuniform computer glasses have been characterized by
inequality,

ﬁ > 10%, (3)

irrespective of system details.”>>™**

In terms of density-density correlation functions in real
space, hyperuniformity is a kind of inverted critical phenom-
enon. It is among the critical phenomena in normal fluids that
total correlation functions are long-ranged at critical points,
accompanied by the diverging behaviors of density fluctuations
and isothermal compressibility, while keeping the direct corre-
lation function (DCF) short-ranged. In contrast, the inverted
critical phenomenon is that the hyperuniform DCF is long-
ranged in correspondence with the vanishing isothermal com-
pressibility, despite the absence of long-range behavior for the
total correlation function.™> %

More concretely, the long-range behavior of the hyperuni-

form DCF c(r) is described by the power-law as follows: >~
7,13,17

1
e(r) ~2

(r>a), (4)

where |r| = r and ¢ denotes the sphere diameter. The long-range
decay of c(r) reads c(k) ~ k" in the Fourier space, which is
equivalent to the linear behavior S(k) ~ k due to the following
relation between S(k) and c¢(k):

—ne(k), ()

with n being the spatially averaged density of spheres. Further-
more, in disordered packings of hard spheres, the hyperuni-
form DCF for r < ¢ satisfies another power-law,"

cr)~- (r<o), (6)

v
which is divergent at small r.

It follows from eqn (1) and (5) that the non-hyperuniform
DCF c(r) at jamming satisfies the scaling relation (4) over a
finite range. In other words, the violation of hyperuniformity
occurs while maintaining the long-range behavior to a length
scale L: eqn (4) holds in the range of ¢ < r < L. ***® where

L.
6 <—<10. 7
<s )

It is to be noted that the simulation results of hyperuniform
systems are also likely to provide the finiteness represented by
eqn (7),%**** for we have computational difficulty obtaining
the scaling behavior (c(r) ~ r?) over L. from the structure
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factor, irrespective of whether the computer glass is in a
hyperuniform or non-hyperuniform state.

This common feature of the long-range behavior (eqn (4)) in
the hyperuniform and non-hyperuniform DCFs raises the ques-
tion of what causes the difference between eqn (2) and (3).
Accordingly, it is the purpose of this study to reveal the under-
lying mechanism behind the difference between the emergence
and degradation of hyperuniformity. To this end, we formulate
an analytical form of the non-vanishing zero-wavevector
structure factor that satisfies eqn (2) under the condition of
eqn (7). A key ingredient of our formulation is the strong-
coupling approximation of stochastic density functional theory
(DFT)**° which can consider intermittent fluctuations while
fixing the density field at a given distribution of dense packings
near and at jamming.

The remainder of this paper consists of two parts. In the
former part of Sections II-IV, the problem to be addressed is
defined. Section II provides the theoretical background as to
why stochastic DFT should be brought into the problem of
fluctuation-induced non-hyperuniformity. In Section III, the
basic formulation of stochastic DFT is presented, focusing on
the definition of metastable states. Then, we find that stochas-
tic DFT allows us to relate the metastable zero-wavevector
structure factor S*(0) to the potential energy A* per particle,
which will be referred to as the metastable chemical potential.
In Section IV, the non-hyperuniform state on the target is
specified using Table 1, which shows the classification list of
hyperuniform and non-hyperuniform systems.

We see from the system specification that the non-
hyperuniformity of our concern requires the short-range cutoff
of the metastable DCF c¢*(r), as well as a drop in the long-ranged
DCF for r > L.. Our primary goal is to derive the short-range
cutoff of the DCF by developing the strong-coupling approxi-
mation for stochastic DFT.

The latter part of this paper presents the results and
discussion regarding the metastable DCF c*(r). Before entering
the main results, Section V compares the stochastic DFT with
the equilibrium DFT*”7* in terms of $*(0). It is demonstrated
as a preliminary result that the resulting forms of $*(0) in the
equilibrium and stochastic DFTs coincide with each other as
far as the Gaussian approximation of stochastic DFT is
adopted. Section VI provides the metastable DCF expressed
by the Mayer-type function form, hence verifying the cutoff for
the metastable DCF c¢*(r) inside the sphere. As a consequence,

Table 1 Four types of hyperuniform and non-hyperuniform systems. We
investigate the type N1 of non-hyperuniform systems (see Sec. IV for the
details)

Characterization of the DCF

Magnitude at zero

System Power-law decay = separation Type
Hyperuniform Complete — H1
Incomplete Divergent H2
Non-hyperuniform Incomplete Finite N1
Absent Finite N2

Soft Matter, 2021,17, 8810-8831 | 8811
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Table 2 Comparison between the theoretical approaches and results (see also Sec. VIIIC). We follow the notation of the type names given in Table 1

Theory State description  Statics Dynamics

DFT type Approximation Type uor A* DCF Equation Short-range  Long-range
Equilibrium  Ramakrishnan-Yussouff — H2 Eqn (31) Eqn (44) or (56)  Eqn (29) Frozen Correlated
Stochastic Gaussian H2 Eqn (47) Eqn (44) or (56) Eqn (14) or (86)  Frozen Correlated
Stochastic Strong-coupling N1 Eqn (51) Eqn (52) or (54) Eqn (14) or (86)  Soft Correlated

we confirm that $*(0) satisfies relation (2), instead of eqn (3). In
Section VII, the coupling constant y to represent the strength of
interactions is introduced using the hyperuniform DCF c(r),
and it is shown that the 1/y expansion method becomes
equivalent to the virial-type one at the strong coupling of y >
1. Correspondingly, the interaction term in the metastable
chemical potential A* is expressed by the above metastable
DCF c¢*(r). In Section VIII, the stochastic density functional
equation clarifies that the short-range cutoff of the metastable
DCF c*(r) leads to the emergence of dynamic softening at the
particle scale: the interaction-induced restoring force against
density fluctuations around a metastable state vanishes within
the scale of spherical diameter ¢. The microscopic mechanism
behind the soft modes is also discussed in connection
with previous simulation results. Furthermore, both Fig. 3
and Table 2 summarize the static and dynamic results for
comparing equilibrium DFT, stochastic DFT in the Gaussian
approximation, and stochastic DFT in the strong-coupling
approximation. The final remarks are given in Section IX.

ll. A theoretical background of
stochastic DFT

This section is intended to provide a brief overview of theoretical
approaches to jammed structures for explaining the relevance of
stochastic DFT**~° to the degradation of hyperuniformity.

A. Marginal stability and the free energy landscape

There have been two conceptual approaches to address various
issues on computer glasses, including the structure factors that
vary depending on the protocols used."**'*'® One is the
ensemble approach to investigate physically relevant packings
based on the packing protocol selected. The other method is
the geometric-structure approach for the quantitative charac-
terization of single-packing configurations to enumerate and
classify the jammed structures.

On the one hand, the ensemble approach has involved the
problem that the protocol-dependency of the occurrence fre-
quency of jammed configurations leads to the ambiguity of
weighing jammed states.">>""” Recently, however, the protocol-
dependency problem is theoretically tackled: the canonical
ensemble method is developed for a large number of allowed
configurations to resolve the configuration realizability issue.'®

The geometric-structure study, on the other hand, has
distinguished three types of jamming for densely packed
spheres:"*'" local, collective and strict jammings. These types
of jamming are hierarchical in that local and collective

8812 | Soft Matter, 2021, 17, 8810-8831

jammings are prerequisites for collective and strict ones,
respectively, as follows: (i) in locally jammed states, a particle
cannot translate when the positions of all other spheres in the
packing are fixed; (ii) in collectively jammed states, particles
prevented from translating are further stable to uniform com-
pression; (iii) strictly jammed packings are stable against both
uniform and shear deformations.

The geometric-structure studies on various computer glasses
have verified that the hyperuniformity emerges in either strictly
or collectively jammed systems having isostaticity.">® Here the
isostatic configuration provides a mean contact number 2d per
particle with d being the spatial dimension, thereby enhancing
the mechanical stability. To be noted, however, the mechanical
rigidity of jammed packings is a necessary but not sufficient
condition for hyperuniformity.

It has been conjectured that any strictly jammed saturated
infinite packing of identical spheres is hyperuniform; the
conjecture excludes the existence of rattlers or particles that
are free to move in a confining cage, by definition of strictly
jammed packings.">>'>'” Conversely, it depends on simula-
tion methods and conditions whether dense packings other
than the strictly jammed ones, including the isostatic and
collectively jammed systems, are hyperuniform or not. The
isostatic systems can be destabilized by cutting one particle
contact unless disordered packings are strictly jammed. In
other words, isostaticity is a critical factor in mechanical
marginal stability,">1>18737.75-83

Recent simulation results have demonstrated that thermal
fluctuations in the marginal states are accompanied by the
intermittent rearrangements of particles."*’ As a conse-
quence, the marginal systems become responsive to have low-
frequency soft modes that are nonphononic and anharmonic.
For instance, quasi-localized modes coupled to an elastic
matrix create soft spots composed of tens to hundreds of
particles undergoing displacements.'®” The low-frequency
soft modes exhibit similar behaviors, and the common features
of marginal states have been related to the emergence of many
local minima in the free-energy landscape.”®%*%”

The similarity in anharmonic vibrations suggests that the
ensemble of configurations visited by the slow dynamics could
reveal the characteristics of marginal stability associated with
the free-energy landscape, even though possible configurations
depend on a protocol adopted.>> 416

B. The free-energy density functional: comparison between
stochastic and equilibrium DFTs

For assessing the applicability of density functional approaches
to the free-energy landscape in glassy systems, let us compare

This journal is © The Royal Society of Chemistry 2021
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stochastic DFT**® and equilibrium DFT, or classical DFT
conventionally used.>””"*

Equilibrium DFT,””7* one of the ensemble approaches,
has been found relevant to investigate the free-energy
landscape.®**" It has been demonstrated that metastable minima
determined by equilibrium DFT are not only correlated with the
appearance of two-step relaxation and divergence of relaxation
time, but are also directly connected with dynamical
heterogeneity.”””* In equilibrium DFT, the metastable density
profile p*(r) has been approximated by the superposition of narrow
Gaussian density profiles centered around a set of points forming
an aperiodic lattice. Equilibrium DFT has properly identified the
metastable state of a liquid having an inhomogeneous and aper-
iodic density as a local minimum of the equilibrium free-energy
functional with respect to the variation in the width parameter for
the above-mentioned Gaussian distribution.®>”*

However, the violation of perfect hyperuniformity has been
beyond the scope of equilibrium DFT. Recently, the following
three scenarios of imperfections have been proposed for
demonstrating the degradation of hyperuniformity both theo-
retically and numerically:"® (i) uncorrelated point defects, (ii)
stochastic particle displacements that are spatially correlated,
and (iii) thermal excitations. In this study, we focus on the
second scenario (ii) that is related to intermittent particle
rearrangements in a contact network, a set of bonds connecting
particles which are in contact with each other (see ref. 18-22, 75
and 76 for reviews). The elastic nature of the contact network
could be responsible for the above-mentioned second scenario
of non-hyperuniformity, or the spatially correlated displace-
ments occurring stochastically; this will be discussed in Sec-
tions VIII and IX, based on the results obtained herein.

From stochastic DFT,**>® on the other hand, it is expected
that the above-mentioned second scenario (i.e., (ii) stochastic
and spatially correlated displacements) could be described in
terms of stochastic density dynamics. To see this, a brief review
of stochastic DFT is given below.

Stochastic DFT has been used as one of the most powerful
tools for describing slowly fluctuating and/or intermittent
phenomena, such as glassy dynamics, nucleation or pattern
formation of colloidal particles, dielectric relaxation of Brow-
nian dipoles, and even tumor growth (see ref. 44 for a thorough
review). The stochastic density functional equation, which has
often been referred to as the Dean-Kawasaki equation,***’
forms the basis of stochastic DFT. It has been shown in various
systems that the Dean-Kawasaki equation successfully
describes the stochastic evolution of the instantaneous micro-
scopic density field of overdamped Brownian particles. Of great
practical use is the Dean-Kawasaki equation linearized with
respect to density fluctuations around various reference density
distributions.**>03274-5¢

As seen below, stochastic DFT is formulated on the hybrid
framework that combines equilibrium DFT and statistical field
theory.>"*>°% The hybrid framework allows us to investigate the
metastable states considering fluctuations as clarified below. In
Section VIII, stochastic DFT will also shed light on the dyna-
mical properties of non-hyperuniformity.

This journal is © The Royal Society of Chemistry 2021
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[1l. Basic formulation: stochastic DFT

This section shows that stochastic DFT**™° is available to

investigate the zero-wavevector limit of the structure factor
S$*(0) in a metastable state. It is not merely a review of the
previous formulations,> but rather a revisit for making it clear
that stochastic DFT serves as a systematic evaluation of $*(0): as
demonstrated in Sections VI and VII, we can evaluate the extent
to which $*(0) is altered to the stochastic fluctuations around a
hyperuniform state in a systematic manner.

First, the constrained free-energy functional A[p] is repre-
sented by the hybrid form using the functional and configura-
tional integrals (Section IIIA). Next, we introduce the non-
equilibrium excess chemical potential appearing in the stochastic
DFT equation (Section IIIB). Third, the metastable state is defined
based on stochastic DFT (Section IIIC). Last, the metastable DCF
c*(r) is generated from the metastable chemical potential A*,
thereby yielding $*(0) expressed by c*(r) (Section IIID).

A. Constrained free-energy functional .4[p] in connection with
the Fokker-Planck equation

N
Let py(r,7) =Y d[r —r;(¢)] be the instantaneous microscopic
=

density of an N-particle system where the position r,(¢) at time ¢
represents an instantaneous location of the i-th particle. The
corresponding distribution functional P[p, ¢] of the density field
p(r, t) is defined by

P[,ﬂ,l‘} = <Hb[:5N(r7 l‘)—p(l‘, t)]>7 (8)

where (O) signifies the noise-averaging operation for O in the
overdamped dynamics.

As detailed in Appendix A, Pp, t] satisfies the Fokker-Planck
equation given by eqn (A1). It follows from the stationary condi-
tion OPy{p]/0t = 0 on the Fokker-Planck equation that the dis-
tribution functional in a steady state, Py[p], is determined by the
free-energy functional A[p] of a given density field p(r, ¢):

e Al

Pst[ﬂ] = 7]’1)[@6’““[[’]'

©

We can evaluate the constrained free-energy functional Alp] by
introducing a fluctuating potential field ¢ as follows (see Appen-
dix A for the derivation of eqn (10)-(13)):

e Al — J.D¢67F[p’¢]A[pL (10)

where A[p] denotes the constraint due to the canonical ensemble:

(-
0 (Jdrp(r) #N).

The functional Flp, ¢] in the exponent of eqn (10) is defined using
the grand potential as follows:

Alp] = (11)

Soft Matter, 2021,17, 8810-8831 | 8813
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o Flodlt [drpu _ pp [ e +iot-vanteo T et
i ij
« &P han (-9} (12)

= ¢~ HWan—id}+ [drp(r) (ban()=id(r)}

< 1 . .
where Tr= ) ﬁjdrl -+-[dry, p denotes the equilibrium
_0 .

chemical pote[;lﬁial, 1(r) is the original interaction potential includ-
ing the hard sphere potential and Lennard-Jones potential, and
Q[] is the grand potential in the presence of an external field y(r).
Here it is noted that all the energetic quantities used in this study
(e.g, 1, v(r) and Q[y]) are given in kgT-unit.

As clearly seen from Appendix A, the fluctuating potential
field ¢(r) in eqn (12) traces back to the auxiliary field for the
Fourier transform of the Dirac delta functional
[16[py(x, 1) — p(r,1)].>*>>* Also, the functional F[p, ¢ = 0] in

the absence of the ¢-field corresponds to the intrinsic Helm-
holtz free energy in the presence of the external field v gq(r).

Therefore, the following relation holds:
3Fp, 0]

dp(r)

according to equilibrium DFT.

= it — P gp(r), (13)

58-61

B. Non-equilibrium excess chemical potential i..p]

The Fokker-Planck equation for P[p, t] is equivalent to the
stochastic DFT equation, or the Dean-Kawasaki equation,**
which is given by

Ip(r, 1)

o1 =V Dpv;~ex [,0} + C[P, ﬁ]v (14)
lex[p] = %g)], (15)

where ([p, 7j] can be expressed as ([p,ij] = —V - /2Dp(r, t)ij(r, 1)
using the bare diffusion constant D and the vectorial white
noise field ij(x, r) defined by the correlation (i(r, £)ym(t’, t')) =
Omo(r — 1r')o(t — ¢'), and A[p] will be referred to as the non-
equilibrium excess chemical potential.

Combining eqn (10) and (15), we have

§p sy
S e
which further reads
Jdex[p] = Zex[p, @]
_ [Dlelp, gleulod (7
= J'D(/)e—AFdl‘l[Wb]
il d) :aFg;,o] +6AF<g;)[p7¢} _ (18)

where AFaq(p, ¢] signifies the free-energy difference between
Hp, ¢] and Hp, 0], and the Lagrange multiplier 1y enforces the

8814 | Soft Matter, 2021,17, 8810-8831
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number constraint [drp(r) =N and is reduced to the
chemical potential x4 when considering equilibrium DFT (see
Section IIIC).

In the Gaussian approximation of the ¢-field, we have

AFdft[p7d)] = F[p7¢]_F[p70]

(19)
= %JJdrdr’q&(r)w’l (r—r)o(r),
) o
S%%%%%Z¢@Wuwzw@—f% (20)

using the density-density correlation function w™'(r — r') (see
Appendix A6 for details). For the concrete representation of the
above propagator w(r), we define the DCF ¢(r) and the total
correlation function A(r) based on equilibrium DFT. The pro-
pagator w(r) is expressed as

n_or—r)
wr—r)= e —c(r—r), (21)
Wl - ) = Ol — ¥) + Ar — V) (22)

Eqn (21) and (22) manifest that equilibrium DFT is incorpo-
rated into stochastic DFT.
1t follows from eqn (16)-(18) that

_8FIp,0] , 3AFulp, ¢]

il =2 et (23)
giving
OF SF[p,0 SAF
Vielp] = V [6‘;)’ Vv g[)) Oy "é‘p[p LRI

because |VAiy| = 0. In Section V, we will evaluate the second
term on the right-hand side (rhs) of eqn (23), dAFas[p, ¢]/p,
following the above-mentioned Gaussian approximation,
whereas the strong-coupling approximation developed for the
evaluation of F{p, ¢] will be presented in Section VII.

C. Comparison with the deterministic DFT equation

It has been proved in various ways that the stochastic DFT
equation (eqn (14)) is converted into the deterministic DFT
equation®® when neglecting the additional free-energy func-
tional AF4g[p, ¢]; hence, eqn (24) reduces to

3F[p, 0]

Vixlp] =V 5p

(25)

when the last noise term on the rhs of eqn (14) disappears.

Going back to eqn (20) and (21), we find that the Ramak-
rishnan-Yussouff functional®” of the intrinsic Helmholtz free
energy Flp, 0] is of the following form:

This journal is © The Royal Society of Chemistry 2021
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F[p,0] = F[n,0] — %J ‘.drdr’Ap(r)c(r —1)Ap(Y) + AFyq4[p],

Falp) = [drp(e)n p(r) ~ 1)
(26)

where Ap = p — n, AFi4[p] = Fid[p] — Fia[n], and n = N/V denotes
the uniform mean density with V being the system volume.
Combining eqn (13) and (26) provides

= In ) + g (5) — [drelr = )8p(r), (27)

which reads

p(r) = el Van()+ J dr'e(r=r)Ap(F) (28)

stating that the conventional relation of equilibrium DFT for a
prescribed density p(r) is satisfied by adjusting the external
potential yq¢(r) (see also eqn (A7)).

We obtain from plugging eqn (26) into eqn (25) the deter-
ministic DFT equation using the Ramakrishnan-Yussouff func-
tional:

= DV2p(r,t) — V- Dp(r, t)Jdr’Vc(r —1)Ap(¥,1).
(29)

Comparison between eqn (14) and (29), or between eqn (24) and
(25), indicates the difference between the stochastic and deter-
ministic DFT equations.

D. Defining metastable states based on stochastic DFT

Before considering the metastability condition for the stochas-
tic DFT equation (eqn (14)), we connect the metastable dis-
tribution p%,(r) determined by equilibrium DFT with the
deterministic DFT equation (eqn (29)). In the absence of the
external field (i.e., Yar = 0), eqn (13) reduces to the metast-
ability condition for equilibrium DFT:

8Fp, 0]
dp(r)

=u, (30)

P=Pyn

where F[p};,0] becomes equal to the intrinsic Helmholtz free

energy defined in equilibrium. Correspondingly, eqn (27) leads to
p=1Inpj(r) — Jdr’c(r —1)Apj (r). (31)

The non-equilibrium excess chemical potential /.Jp] should

disappear at pj;:

8Fp, 0]

dp —AN

P=Py

/lex [p 3{J
(32)

:N_}~N:07

implying that the Lagrange multiplier Ay is correctly identified with
the equilibrium chemical potential u at pj;, as mentioned above.

This journal is © The Royal Society of Chemistry 2021
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The difference between the equilibrium and stochastic DFTs
can be clearly seen from plugging eqn (30) into eqn (14) and
(29). On the one hand, the deterministic DFT equation
(eqn (29)) ensures that eqn (30) is a steady-state condition: we
have dpj;, /0t = 0 because the rhs of eqn (29) vanishes due to
|V8F[p4e,0]/0p5| = |Vu| = 0. On the other hand, the stochas-
tic DFT equation (eqn (14)) for pjj(r, t) becomes

)

5AFdfl [pjjfu (/)] +
ot

=V DpiV
an T

é’ [me: ﬁ] ’ (33)

revealing that, in general, pj (r, ¢) is not a steady-state distribu-
tion in terms of stochastic DFT.

Meanwhile, the metastability condition for the stochastic
DFT equation (eqn (14)) is that the metastable excess chemical
potential A [p*] given by eqn (23) does not necessarily vanish
but has a spatially constant value A,:

5Alp]

5, = (34)

€X
p=p*

The first term on the rhs of eqn (14) disappears when eqn (34)
is satisfied, yielding

<W> — ({7 =0,

on noise-averaging. A previous study based on stochastic ther-
modynamics has shown that the heat dissipated into the
reservoir is negligible on average when satisfying eqn (34) or
eqn (35).>*

In this study, we thus adopt the metastability condition (34)
based on stochastic DFT, instead of eqn (30).

(35)

E. The zero-wavevector structure factor $*(0) in a metastable
state defined by eqn (34)

It has been demonstrated near and at jamming that the
structure factor S*(k) in a metastable state can be written as

(36)

because the structure factor in a frozen state mainly arises from
the configurational part which is associated with the averaged
positions of arrested particles.”” Eqn (32), (34) and (36) imply
that $*(0) is obtained from the metastable chemical potential,

=2+ AN, (37)
in a similar manner to equilibrium DFT as follows:
1 S
=n
S*(0) 3p*| iy
=1- anrc* (r) (38)
= —*(0) — nJ 4mrdret(r)
r>a
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- nJ 4t dre* (o)l (r)
r>c (39)
dnrtdre*(r),

r>c

~ —c*(0) — nJ

where the metastable DCF c¢*(r) is defined by eqn (38) using the
metastable chemical potential 2* and the approximate expres-
sion given in the last line of eqn (39) is obtained from the
Ornstein-Zernike equation regarding c*(r) at zero separation r =
0 (see Appendix B1 for detailed derivation).

Equilibrium DFT, on the other hand, provides the meta-
stable density distribution pj(r) determined by eqn (30). It
follows that the metastable structure factor S*(k) reads

5 (k) = 9O (), (40)
with (p*(k)) in eqn (36) being replaced by pi (k). Then, we
obtain from eqn (26) and (30)

1 du
S*(O) B Spfm pho=n
dft
(41)
=1- anrc(r),

confirming that the DCF ¢(r) determines the zero-wavevector
structure factor.

IV. Our aim: non-hyperuniform states
on the target

Table 1 classifies the hyperuniform and non-hyperuniform
systems into four types for clarifying the non-hyperuniform
state to be addressed hereafter. The type H1 in Table 1 signifies
the hyperuniform state without requirement for ¢*(0) because
eqn (4) is completely satisfied (i.e., L. > o0).

Despite the finiteness of the long-range nature, eqn (39) still
predicts that the hyperuniformity of type H2 is necessarily
observed near and at jamming unless the zero-separation
divergence of ¢*(0) is avoided. This is because 1/5*(0) diverges
due to either the long-range nature or the divergent behavior at
zero separation, as found from combining eqn (4) and (39).

To summarize, there are two requirements on the non-
hyperuniform DCF c¢*(r) of type N1 as follows:

(i) Finiteness of the long-range nature - the non-
hyperuniformity requires a drop in the long-ranged DCF for
r > L.. Namely, the first requirement is that ¢*(r) must decay
rapidly to zero for r > L.;**™*® otherwise, the second term on
the rhs of eqn (39) is divergent.

(ii) Short-range cutoff - as seen from the first term on the rhs
of eqn (39), the metastable DCF at zero separation (i.e., c*(0))
must have a finite value even as the densely packed systems
approach jamming, which is the second requirement.

Eqn (39) reveals that the zero-wavevector structure factor never
vanishes without meeting both of the above requirements. Never-
theless, exclusive attention in previous studies®*™** has been paid
to the former requirement, and the short-range cutoff of the
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metastable DCF (the second requirement (ii)) remains to be
investigated.

In reality, the zero-separation DCF tends to have an extre-
mely large value near freezing in repulsive sphere systems; for
instance, the Percus-Yevick approximation of hard sphere
fluids provides®?

oP

_kB Tc* (0) = 57

(42)

suggesting the divergent behavior of —c*(0) in a frozen state.

Thus, we focus on the emergence of type N1 when investi-
gating the degradation of hyperuniformity. To be more specific,
we show theoretically that the non-hyperuniformity of type N1
satisfies

C (r=0)
c(r) ~ { 1

72

though the hyperuniformity of type H2 is incorporated into
equilibrium DFT as input:

o(r) ~ (44)

L= 1=

where ¢(r) is different from the completely hyperuniform DCF
in that L. is supposed to have a finite value. Following equili-
brium DFT, eqn (41) and (44) lead to $*(0) ~ —c(0) > 10*
despite the finiteness of the long-range power-law decay, which
is the hyperuniformity of type H2.

We are now ready to address the issues on the non-
hyperuniformity of type N1. In what follows, we present a
preliminary result obtained in the Gaussian approximation
for comparing stochastic and equilibrium DFTs, and subse-
quently prove in the strong-coupling approximation of stochas-
tic DFT that eqn (44) transforms to eqn (43) as a result of the
ensemble average over the fluctuating ¢-field (see also

eqn (17)).

V. Gaussian approximation of
stochastic DFT

In the first place, we investigate the free-energy functional
difference between the stochastic and equilibrium DFTs when
performing the Gaussian approximation given by eqn (19). In
the Gaussian approximation, eqn (23) reduces to

Ap] = dexlp] + An

173 (45)

_0F[p,0] 1o
B 20p

Sp(r)

| arar=1 = om0
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As seen from Appendix A7 for details, we have

%”drdr’w*1 (r—r)o(r)o(r)

%Hdrdr’ wl(r =) [Dpep(r)p(r' e~ Aanlpd] (46)
- .[Dq’)e*AFdn[/’«f/’]
~ ¢(0) — h(0).
Combining eqn (26), (37) and (46), eqn (45) reads
2= Ap =2+
/ / / 1 (47)
— Inp(0) - [dre(r =) () + 5{el0) = (O)).
in a metastable state. We find from eqn (38) and (47)
1
50 1 - anrc(r) (48)

while neglecting 8¢(0)/3p, or the triplet DCF. Comparison
between eqn (41) and (48) confirms that no degradation of
hyperuniformity is induced by Gaussian potential fluctuations.

To see the correspondence with previous results, it is con-
venient to transform eqn (47) to

% J / PN T
o (r) = ¢ + [dr e(r—)Ap* (¢)—5{c(0)=h(0)} (49)

Eqn (49) is, on the one hand, of the same form as the previous
results obtained from the Gaussian approximation in various
ways when 7* = 1.°#° On the other hand, comparison between
eqn (28) with Yq; = 0 and eqn (49) indicates that eqn (49) is
identical to the self-consistent equation of p*(r) conventionally
used in equilibrium DFT when

7 = ot 1e(0) — (0)} (50)

when Ay = p and e, = {c(0) — A(0)}/2. Eqn (50) reveals that
stochastic fluctuations create an additional contribution, the
second term on the rhs of eqn (50), to the equilibrium chemical
potential p.

VI. Main results and comparison with
simulation results

To go beyond the Gaussian approximation, we need to explore
an expansion method adequate for strongly correlated sphere
systems near and at jamming. One candidate is the virial-type
expansion that has proven to be applicable to inhomogeneous
ionic fluids at strong coupling.’® In the next section, we will
verify that the virial-type expansion can apply also to the
evaluation of A.Jp] given by eqn (17), hence yielding the
metastable DCF c*(r) other than c(r).

In this section, the obtained form of the metastable DCF
c*(r), which satisfies the relation (43), is presented in advance
(Section VIA). Subsequently, the calculated value of S$*(0) is
compared with the simulation results (i.e., eqn (2)) on the non-
hyperuniform structure factor at jamming (Section VIB).
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A. Typical behaviors of the metastable DCF c*(r)

As proved in the next section, the development of the strong-
coupling expansion method, or the 1/y expansion method,
allows us to find the following form of the metastable chemical
potential 1*:

2 =Inp*(r) + @ - Jdr’c* (r—r)p*(r'), (51)
—c*r — 1) =1 — eVl (52)

Since the relation w(0) > 1 holds at jamming, eqn (52) leads to

(53)

regardless of the repulsive potential form of v(r). Eqn (53)
reveals that, in general, the metastable DCF c*(r) given by (52)
satisfies the second requirement (or eqn (43)) for the non-
hyperuniformity (see requirement (ii) in Section IV). Particu-
larly for hard spheres, the resulting form (52) reads

where 7 = r/fo. Eqn (54) meets the above-mentioned non-
hyperuniformity requirements given by eqn (43) with C = —1.

While the short-range cutoff is seen in the third term on the
rhs of eqn (51), the second term on the rhs of eqn (51)
corresponds to the effective self-energy which is divergent due
to the power-law behavior expressed by eqn (44). This implies
that the effective self-energy term (= w(0)/2) offsets the decrease
in the interaction contribution due to the short-range cutoff.

Thus, we have obtained various forms of the chemical
potential given by eqn (31), (47) and (51) from the equilibrium
DFT, the stochastic DFT in the Gaussian approximation, and
the stochastic DFT in the strong-coupling approximation,
respectively. The above discussions also suggest that the dif-
ferent results of the hyperuniform and non-hyperuniform
chemical potentials (i.e., eqn (31) and (51)) are compatible with
each other in terms of absolute values.

In Fig. 1, comparison is made between the 7-dependencies of
—c(r) and —c*(x) for the repulsive harmonic potential given by

(55)

where ¢ controls the interaction strength and @(x) is the
Heaviside step function. It is supposed in Fig. 1 that —c(r) is
of the following form:

_C*(O) = 17

(F<1)

F> 1), (54)

v(r) = ¢(1 — A0 — 7,

TR

—c(r) = (1 <7< % (56)

(=)
0
\
o
—

To be noted, eqn (56) does not include the delta function
1
—Eé(f — 1) due to the isostaticity, a significant negative con-

tribution to —c(r) at # = 1.3
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Fig. 1 Comparison between the metastable DCF c*(r) given by eqn (52) and the hyperuniform DCF c(r) expressed by eqgn (56) for the parameter sets of (e,
a, f§) as follows: while we need to fix two parameters, o and f3, for representing the expression (56) of c(r), it is necessary to set not only « and f3, but also the
parameter ¢ of the original interaction potential v(r) given by egn (55) for showing the obtained form (52) of c*(r). (a) A log—log plot of c(r) and c*(r) which
are depicted using the parameter sets as follows: (¢, o, ) = (10, 10, 4) and (10°, 1, 1). (b) A linear plot for comparing c(r) and c*(r) with the parameter set of
(¢ o) = (10°, 10, 4) in more detail. (c) A semi-log plot of c*(r) when & is decreased from 10° to either 10° or 1. The metastable DCF c*(r) is softened with the

decrease of ¢ in egn (55).

Previous simulation studies**™* have indicated the para-
meter ranges of ¢ > 10*, « ~ 10" and 0.1 < f < 10" close
to jamming. Correspondingly, we consider four sets of para-
meters in Fig. 1: (¢, o, f) = (105 10, 4), (10°% 1, 1), (10%, 1, 1)
and (1, 1, 1). In Fig. 1(a), the hyperuniform and metastable
DCFs, —c(r) and —c*(r), are depicted for two sets of parameters,
(¢, 2, B) = (10°% 10, 4) and (10°, 1, 1), on a log-log plot. We can
see from Fig. 1(a) that the potential value of the metastable
DCF saturates to unity irrespective of the short-range behavior
of —c(r), and that the short-range deviation of —c*(r) from —c(r)
is larger with the increase of « and . A magnified view forr > ¢
is shown in Fig. 1(b), allowing us to make a comparison
between —c(r) and —c*(r) for (e, o, ) = (10°, 10, 4) in more
detail. Fig. 1(b) shows that —c*(r) converges to —c(r) for r » o
even when there is an obvious difference in the DCFs at r = 20
between —c(r = 2¢) = f/4 and —c*(r=¢) =1 — e 7" for f = 4.
Fig. 1(c) compares the profiles of —c*(r) for ¢ = 10° and 1 with «
and f being the same value (o = f§ = 1) on a semi-log plot. This
indicates that the metastable DCF inside the sphere (i.e., —c*(r)
for r < o) is not changed until the interaction strength
represented by the parameter ¢ is reduced considerably
(for instance, ¢ = 1 in Fig. 1(c)) far from the jamming values
of ¢ > 10™.

B. Comparison with simulation results given by eqn (2) and
@)

It follows from eqn (39), (52), (55) and (56) that the approximate
form of the zero-wavevector structure factor $*(0) is determined

8818 | Soft Matter, 2021, 17, 8810-8831

by both the volume fraction f, of packed spheres and the cutoff
length L.:

e )

5+(0)
for L./oc > 1; see Appendix B2 for detailed derivation. The first
choice to investigate the type-N1 non-hyperuniformity at jam-
ming is to set L./o = 10 and f, = 0.65, according to the previous
simulation results*®** of non-hyperuniform harmonic-core
sphere systems. Eqn (57) then becomes 1/5*(0) = 156, implying
that relation (2) applies to the metastable structure factor:

10> < < 10%,

1
50) =8)
with  ~ O[10?] being in a reasonable range of 0 < b < 1.

For validation of the above evaluation, Fig. 2 provides the
dependences of 1/5*(0) on L./o in the range of eqn (7) for = 1,
4 and 10 with f;, = 0.65 being used as before. As seen from Fig. 2,
a comparison between the precise result (see eqn (B9) in
Appendix B2) and the approximate expression (57) shows that
eqn (57) is an acceptable approximation. The precise results
depicted by solid lines in Fig. 2 further verify the relation (58)
for 1 < f < 10 in the range of eqn (7) for L./o. Thus, we find
that the metastable DCF c*(r) given by eqn (52), one of the main
results in this study, quantitatively explains the previous simu-
lation results on the non-hyperuniformity of type N1.

It is also suggested by Fig. 2 that f ~ 10" leads to 1/5*(0) <
10 as long as the cutoff of —c*(0) = 1 holds. This result appears

This journal is © The Royal Society of Chemistry 2021
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Fig. 2 The last expression in egn (39) can be calculated analytically when
using eqn (52) and (56). The three solid lines depict the analytical result (B9)
with egn (B7) and (B8), or the precise results of the zero-wavevector
structure factor $*(0), for B = 1, 4 and 10 at f, = 0.65. For comparison, the
dotted lines representing the approximate form (57) are also drawn for the
same parameter sets: f = 1, 4 and 10 at f, = 0.65. The yellow area
corresponds to the non-hyperuniform range of 1/5*(0) which is given by
either egn (2) or egn (58).

to contradict previous simulation results’® in hyperuniform
hard sphere systems where not only the small value of
B ~ 107" but also the existence of L. in the range of eqn (7)
have been found. At the same time, however, the divergent
relation —c(r) &~ 10/7 (7 < 1) has been verified for the present
hyperuniform hard sphere systems."® Accordingly, the diver-
gent behavior of the hyperuniform DCF —¢(0) at zero-separation
ensures the hyperuniform relation (3): the relation, 1/S(0) =
—c(0) > 10*, holds even when f§ ~ 10" and L./o ~ 10", which
is exactly the hyperuniform state of the type-H2 in Table 1.

VII. Verification of the main result
given by eqn (51) and (52) in the strong-
coupling approximation

There are three steps to verify both the metastable chemical
potential 2* and the DCF c¢*(r) given by eqn (51) and (52),
respectively. First, we define the coupling constant y and
present the free-energy functionals rescaled by 7y, suggesting
the validity of the strong-coupling expansion method, or the
density-expansion method at high density (Section VIIA). Sec-
ond, the non-equilibrium chemical potential i[p] defined by
eqn (16)—(18) is calculated for non-interacting spheres at strong
coupling (Section VIIB). Third, we connect the 1/y expansion,
which is equivalent to the density expansion (or the fugacity
expansion®®), with the virial-type term expressed by the Mayer
function, thereby proving eqn (51) and (52) (Section VIIC).

This journal is © The Royal Society of Chemistry 2021
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A. Rescaled free-energy functionals

We introduce the rescaled propagator w(r) using a coupling
constant y:

w(r) ‘”;/(Zr )

I

(59)

Since we consider the type-H2 hyperuniform systems as men-
tioned before, it is found from eqn (21) and (44) that the
coupling constant y is approximated by 7 ~ e “®2 and
becomes extremely large near and at jamming.

We aim to develop the 1/y expansion method at strong
coupling (y » 1), provided that y is extremely large but is
finite. In the next subsection, we will show that the virial-type
expansion method, the density-expansion method, can be
regarded as the 1/y expansion method. Before proceeding, we
see the y-dependencies of functionals based on the following
criteria:

Criterion 1: AFag[p, ¢] ~ 7°,

Criterion 2: [dr'w(r — ') ' (f —r") = d(r — 1").

Criterion 1 allows us to discern the perturbative terms at
strong coupling, in comparison with the rescaled functional
AF ¢ p, cﬁ] ~ 1°, whereas criterion 2 is equivalent to the
Ornstein-Zernike equation®®®! for rescaled correlation func-
tions, é(r) and A(r), that should be defined to satisfy

Wr—r) = 5(;(7:)’/) —r—v), (60)
(e — ) = PO — ) + Ax — )P}, (61)

consistently with the original definitions given by eqn (21) and
(22).

It is found from eqn (19) and (59) that criterion 1 imposes
potential rescaling as follows:

$(r) = 7 (0)-

On the other hand, it follows from criterion 2, or eqn (59) to
(61), that the correlation functions and the density field are
necessarily rescaled as

(62)

(63)
p(r
ptr) = 22,
7
to satisfy criterion 2.
Combining eqn (59) and (62) transforms eqn (19) to
A [p. 8] =5 [arar i - aw) )

meeting criterion 1. Meanwhile, the rescaled form Fp, 0] of the
Ramakrishnan-Yussouff free energy functional (26) is
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FIp.0] = Fli0) = 3 | [arde Bp(o)lr = ¥)Ap(r) + AFlgl,

Falp] = [P - 1,

(65)

where Ap=p —ii and n=n/y*. Comparison between the
rescaled functionals, eqn (64) and (65), suggests that the
p-dependent terms can be treated perturbatively at strong
coupling (y >» 1).

B. The non-equilibrium chemical potential of non-interacting
spheres at strong coupling

Going back to eqn (12), we develop the 1/y expansion method. It
is found from eqn (28) that

O an(r) () MU+,

=
(66)
AY(r) = — Jdr’c(r —¥)Ap(r).

Also, we shift the fluctuating-potential field from ¢ to ¢
such that

W(ZO) + qu(r) = Al,b(l’) + ld)(l'), (67)
whose rescaled form is
O o(e) = te) + i) (68)

due to the relations (62) and (63). Substituting eqn (68) into
eqn (66), we have the rescaled form,

eh i) —Yan(r) — p(r)e@ﬂ'«‘(f) — @ei}@(l‘)7 (69)

w(0)
considering that p(r)e 2 = yp(r) = p(r)/y. Moreover, eqn (28),
(67) and (69) are arranged to give

- j drp(e) (Y (r) — ip(1)}

— [arpto)tn ) + 800 + i9(6) ~ )

(70)
[ w(0) .
= |drp(r)q Inp(r) + —=+ip(r) — p
= Flp, ] — ‘drp(r)u.
Combining eqn (66)—(70), eqn (12) reads
o Flod=o+ibyl+ [drp(en _ ~Folp.ol+ [dep(e)p
P(XD) 1w “y(ri—r)
x Tr| | —=e7%" e "
5l
(71)
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which is the functional to be evaluated using the 1/y expansion
method at strong coupling, y > 1.

Let us see the non-equilibrium chemical potential A[p] in a
reference system of non-interacting spheres, prior to formulat-
ing the strong-coupling approximation of eqn (71). In the
absence of the interaction potential v(r; — 1), eqn (71) is exactly
reduced to the ideal free-energy functional for the non-
interacting system:

Fnon[p7 <P] = FO [P7 (P] - J‘er))l‘)ei}'@(r)

:Jdri)(r) yizln$+‘~”(20)+”7’y(')— i

2~

1 rw(0) .
— Folp, @] - V—zjdrﬁ(r)e—z ot
(72)
It follows that

_ 3Fon[p; @]

Tnonlp, 9] = =%

N

+iy¢(r)
—p(r =
Sp(r)

We need to perform the average of Anon[p, @] over the
¢-field based on the original definition in addition to rela-
tion (68). In the strong-coupling approximation, we obtain
from eqn (73)

70(0)
—e 2

/lnon[p] = jvnon [)57 (D} = lnp (74)
which corresponds to the non-equilibrium chemical potential
Jnonlp] Of non-interacting spheres; see Appendix C2 for the
detailed derivation of eqn (74). Eqn (74) implies that

w(0)

Fonlp) = Fulp) + [arp(s)" 52 (75)

C. Connecting the 1/y expansion with the virial-type
expansion: derivation scheme of eqn (51) and (52)

In the strong-coupling approximation, the long-range correla-
tions of the shifted fluctuating potential ¢(r) are maintained:

P(r)p(r) = w(r—r'), (76)

as well as relation (20) for the fluctuating ¢-potential (see the
derivation of eqn (C15) in Appendix C1). Eqn (76) implies that
= @ (77)

'5 (1) (e
y

7
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Hence, the 1/y expansion becomes equivalent to the following
density expansion (or the fugacity expnasion®®):

T[] P(y't)emm-) [T
i ij

St for 1 e

N=0""" ij

~ 1+ l{Jdrf)(r)e""'@(')
v

1 o
g J Jdrldrz B(r)p(r2)e (1R Rl Hird(e) }

|

where
Ulp, ] = Jdr/}(r)efT"j ds(s)p1(5)
1 ) (79)
+ ﬂ”drld‘?ﬁ(l‘l )p(ry)e " —02)+iy [ds(s)pa(s)

In eqn (79), we have introduced instantaneous one- and two-

2
> o(r—r;), for
i=1

making a distinction between the first and the second terms on
the rhs of eqn (79).
Combining eqn (71), (72) and (78) provides

particle densities, p4(s) = o(s — r) and p,(s) =

_ _ Lo
Flp, @] = Folp, o] —ln(l +;U[p,co}), (80)
and we define the non-equilibrium chemical potential difference
Al[p] due to the addition of the interaction potential v(r) as follows:

3F[p, @]

Adlp] = === 55 (1)

(81)

non [0]-

It follows from eqn (72), (74), (76), (79) and (80) that the strong-
coupling approximation of eqn (81) leads to

P3U[p, ¢]/3p(r)

Adlp] =1- 1+ Up,l/y
_ ideSGJ 210

(82)
_ Jd” (1)1 —12) it [0 (5

Jdrp l;fdsw {m )+ (s }+(9[ —1}

- Jdr’{l

where it is noted that the instantaneous one-particle densities, p(s)

e—v(r—r’)—w(r—r’) }p(l") + O[V—Z} 7
=8(s — r)and p/,(s) = (s — r), are unable to coexist at the same
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time by definition; see Appendix C for detailed and more precise
discussions regarding the derivation of eqn (82). We obtain from
eqn (74) and (82)

/L[,U] = /lnon[p] + A}[[)]

= lnp(r)—i—@—kjdr/{l

The main result given by eqn (51) and (52) is thus verified.

) , (83)
_ e—v(rfr )—w(r—r') },U(l‘l)

VIII.

In this section, we aim to gain insight into the short-range cutoff of
the metastable DCF ¢*(r) from dynamic aspects. We consider a
fluctuating displacement field u(r, ¢) which is related to the density
difference, 1r, ) = p(t, t) — p*(r). Since the fluctuating density field
Ur, t) obeys the linearized Dean-Kawasaki equation of stochastic
DFT,***%>>*5¢ the short-range dynamics of u(r, £) can be inferred
from the v-field dynamics. First, we will see that the short-range
cutoff of the metastable DCF implies the disappearance of the
interaction-induced restoring force against the fluctuating density
field U, £) (Section VIIIA). Next, the connection of the short-range
softening with anharmonic soft modes will be discussed in terms
of u-field dynamics (Section VIIIB). Last, we summarize the results
presented so far using Table 2 (Section VIIIC).

Discussions

A. Dynamic implication for the short-range cutoff of the
metastable DCF c*(r)

Expanding the non-equilibrium excess chemical potential /.[p]
around p*(r), the Dean-Kawasaki eqn (14) becomes

Op(r,r) _ o{u(r,0) +p"(r)}
ot ot
=V DpV{ Jd i;(r[’;] pp*”(r/’f)} + L[, ]
—V-D de ?p(r[ )} p:p*u(r’thC[p,ﬁL
(84)
I

where |V | = 0 has been used in eqn (84). Combining Eqn (84)
with eqn (85) leads to the linearized Dean-Kawasaki equation as
follows:

ov(r,1)
ot

= DV2u(r, 1)
i (86)
_VD.O* dr'Vc*(r—r’)l/(r’,t)Jr\/EC[p*,ﬁ],

due to the manipulation of the noise term.>* Eqn (86) represents

the overdamped dynamics of the fluctuating density field ur, )
around the metastable non-hyperuniform state.
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Eqn (86) indicates that the interaction-induced restoring
force against the density deviation i/(r, ¢) is given by the sum
of —V¢*(r — ')u(r’, ¢). Focusing on the short-range contribution
to this force, we find that microscopic environments in the
hyperuniform and non-hyperuniform states are quite different
from each other. While the scaling behavior (6) in a hyperuni-
form state predicts the divergence of |Vc(r — r')] — oo in the
limit of |r — r| — 0, the short-range cutoff of the non-
hyperuniform DCF c*(r) creates the opposite situation on the
particle scale:

[Ve*xr— 1) = 0 (Jr—r] < a), (87)
as seen from Fig. 1. The above relation implies that there is no
interaction-induced restoring force against the v-field in the
non-hyperuniform states at the particle-scale while preserving
the long-range contribution, —Vc*(r — ')(t', ¢) = V(p/|r —
v, o), for |r — ¥'| > o.

B. Microscopic mechanism behind the appearance of eqn (87)

Eqn (86) for the overdamped Brownian dynamics is insufficient
for the descriptor of vibrational modes due to the absence of
the inertia term, and yet eqn (87) suggests the emergence of
dynamic softening in non-hyperuniform systems. We can learn
the microscopic mechanism of soft modes from previous
studies on quasicontacts of a contact network, a skeleton of
jammed matter.'®>>7>7% The previous findings could provide
an intuitive understanding of the virial-type expansion at high
density as will be seen below.

For isostatic and hyperuniform systems, the packing geo-
metry uniquely defines the contact forces as well as the spatial
network structures including void distributions."**™* Previous
studies have shown that the isostatic and hyperuniform
states disappear upon relaxing the strict constraints on the
size- and spatial-distributions of voids slightly away from
jamming.">%"'%*? The relative abundance of non-isostatic con-
tacts provides quasicontacts that carry weak forces, thereby
creating local excitations with little restoring forces.'>!9722:76

The possible particles forming the quasicontacts include
rattlers and/or bucklers.'**®72%76783 [t has been found, for
instance, that the bucklers in the d-dimensional space, having
d + 1 contacts as part of the contact network, are likely to be
buckled to generate quasi-localized soft modes observed in the
lowest-frequency regime.'®>>7%% The anomalous vibrational
modes have been shown to exhibit strong anharmonicities that
are accompanied by intermittent rearrangements of particles as
follows: opening a weak contact of a buckler (i.e., buckling)
yields a disordered core of a few particle scale with a power-law
decay of displacements which are coupled to the elastic back-
ground of the contact network."®—77¢"83

It is not the center of our concern whether or not the rattlers
and/or bucklers significantly contribute to the quasicontacts
to degrade the hyperuniformity. It is, however, illuminating
to interpret eqn (86) and (87) in terms of quasi-localized
soft modes.
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Then, let u(r, ¢) be the fluctuating displacement field
induced by the fluctuating density field i(r, ¢). In the first
approximation, we have®’

V(l‘, t) = —V-{p*(r)u(r, t)}

Combining eqn (54), (56) and (86)-(88), we can verify that the
displacement field u(r, ¢) shares common features with that of
the quasi-localized soft modes as follows:

e The interaction-induced restoring force of u(r, t) is long-
ranged in correspondence with recent simulations®® "
because of the power-law decay of the metastable DCF c¢*(r)
represented by eqn (54) and (56).

e Eqn (86)—(88) imply the short-range anharmonicity of u(r,
t) at the particle scale.

This connection of our theoretical results (particularly,
eqn (87)) with the quasi-localized soft modes suggests that
the virial-type expansion in a glassy state represents the parti-
cle-particle interactions occurring due to the intermittent
particle rearrangements.

(88)

C. Summarizing the results in comparison with other
treatments

The differences in the free-energy density functionals between
the equilibrium and stochastic DFTs are summarized as
follows:

(i) The density functional A[p] appearing in the metastability
eqn (34) represents the free-energy functional of the given
density distribution p(r), instead of the equilibrium free-
energy functional Fp, 0]. It is a clear advantage over equili-
brium DFT that stochastic DFT can make use of the field-
theoretic formulation in obtaining A[p].

(ii) The metastability eqn (34) states that the functional
derivative 3.A[p]/3p should yield a spatially constant A, which
has been referred to as the metastable excess chemical
potential. The sum of /4, and the Lagrange multiplier
An corresponds to the metastable chemical potential and
is reduced to the equilibrium chemical potential (ie.,
Joy + 4n = p) when A(, = 0 and Ay = p in equilibrium; see also
the discussion after eqn (32).

(iii) As found from eqn (30), (41) and (56), the input of the
hyperuniform DCF allows equilibrium DFT to predict the
hyperuniformity of a metastable state, without the knowledge
on the reference density distribution in an amorphous state.

These characteristics of stochastic DFT enable us to evaluate
the extent to which fluctuations around the metastable density
p* affect the metastable chemical potential 2*. Actually, we have
demonstrated that stochastic DFT is relevant to determine
metastable states around a hyperuniform state. Stochastic
DFT provides the analytical form of the metastable DCF that
has a short-range cutoff inside the sphere while retaining the
long-range power-law behavior. We should keep in mind that
the long-range hyperuniform behavior is preserved because the
Gaussian weight, e /%" for the virial-type expansion premises
that non-hyperuniform states considered are located near a
hyperuniform state. As confirmed in Section VI, the obtained
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Fig. 3 A schematic comparison of theoretical approaches presented in
this study. The spatially uniform density is identically n as shown on the
vertical axis, and the hyperuniformity is incorporated into equilibrium DFT
by inputting the hyperuniform DCF c(r) given by egn (56); nevertheless, we
have hyperuniform and non-hyperuniform treatments shown in blue and
orange, respectively. The different results are due to the distinct values of
non-interacting reference free-energy functionals (ie., Figlp] given by
eqn (26) and Fnonlp]l given by egn (75)), which is represented by the
horizontal axis.

DCF yields the zero-wavevector structure factor in quantitative
agreement with previous simulation results™*?*** of degraded
hyperuniformity.

Moreover, both Fig. 3 and Table 2 summarize the results by
comparing the following theoretical approaches discussed so
far: the equilibrium DFT using the Ramakrishnan-Yussouff
free-energy functional, the stochastic DFT in the Gaussian
approximation (see Section V), and the stochastic DFT in the
strong-coupling approximation (see Section VII).

The vertical axis in Fig. 3 shows that the density distribution
considered has the same density 7 on average. The difference is
attributed to the inhomogeneous distributions around n: the
hyperuniform density distribution p} (r), shown in blue, satis-
fies eqn (3) for the inverse of the zero-wavevector structure
factor 1/5*(0), whereas the non-hyperuniform range of density
distribution p*(r), shown in orange, satisfies eqn (2). As sum-
marized in Fig. 3, the equilibrium DFT and stochastic DFT in
the Gaussian approximation provide hyperunifomity, whereas
the stochastic DFT in the strong-coupling approximation pro-
vides non-hyperuniformity.

Meanwhile, the transverse axis of Fig. 3 shows that the above
two types of theoretical approaches take distinct reference free-
energy functionals, as found by comparing Fiq and Fy,o, given by
eqn (26) and (75), respectively. In the hyperuniform theories, on
the one hand, the ideal free-energy functional Fi4/N per particle
is the reference functional for the evaluation of interaction
energy (see eqn (26)), following the conventional treatment of
equilibrium DFT,*”"®' where N denotes the total number of
spheres as before. On the other hand, as a reference functional
of stochastic DFT in the strong-coupling approximation, we
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used the free-energy functional F,,,/N of a non-interacting
system per particle that is larger than the ideal one F,,,/N by
the self-energy w(0)/2. It can be stated that a perturbation field
theory method becomes more relevant to the evaluation of
intermittent fluctuations due to the increase in the reference
free energy.

Table 2 presents the more detailed classification of the
hyperuniform and non-hyperuniform theories. There are two
types of classifications for the above three treatments. One
classification is based on the DFT type of whether the dynami-
cal DFT relies on the deterministic equation (eqn (29)) or the
stochastic equation (eqn (14)). The former approach repre-
sented by eqn (29) is equivalent to equilibrium DFT as clarified
at the beginning of Section IIID, whereas the latter eqn (14)
forms the basis of the last two stochastic approaches where the
additional contribution AF[p, ¢] to the intrinsic Helmholtz free
energy Fp, 0] is to be considered. The other aspects of theore-
tical classification concern the predictability of non-
hyperuniformity especially when the hyperuniformity is incor-
porated into the DCF (i.e., eqn (44) or (56)) of equilibrium DFT
as input. The type specification column in Table 2 indicates
that the stochastic DFT in the Gaussian approximation falls
into the same category (type H2 defined in Table 1) of the
equilibrium DFT in this light.

As confirmed from Table 2, the use of the density-expansion
method at strong coupling is indispensable to convert the
hyperuniform structure factor at the zero wavevector into the
non-hyperuniform one satisfying the simulation results given
by eqn (2). The outstanding feature of the non-hyperuniform
DCF c¢*(r) is the short-range cutoff, thereby predicting the
absence of the interaction-induced restoring force for the
short-range dynamics (i.e., eqn (87)).

IX. Concluding remarks

For comparison purposes, let us go back to the previous study"?
where the degradation of perfect hyperuniformity in crystals,
quasicrystals, and disordered packings has been demonstrated
both theoretically and numerically, using the three scenarios of
imperfections (see Section II for the list of scenarios). The
second scenario (ii), which has been our concern, attributes
the violation of hyperuniformity to the stochastic occurrence of
spatially correlated displacements.

Combining eqn (76) and the dynamical discussion in Sec-
tion VIII suggests that the above-mentioned second scenario for
the degradation of hyperuniformity is similar to the underlying
physics described by the averaged virial-type interaction term,
the third term on the rhs of eqn (51), under the long-range-
correlated ¢-field; for it seems plausible that the long-range-
correlated potential field arises from the elastic nature of the
contact network. From the discussion, we infer that the virial-
type degradation of hyperuniformity reflects the intermittent
rearrangements of particles and is more likely to be found in
the collectively jammed packings allowing for the shear defor-
mations as mentioned before, rather than in the strictly
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jammed ones.”™® In other words, type H2 defined in Table 1
corresponds to the collectively jammed packings, whereas type
H1 corresponds to the strictly jammed packings.

It remains to be seen whether the present formulation can
be extended to address the non-hyperuniform behaviors of
other measures than the density-density structure factor,
which are obtained from various physical quantities including
the local number variance for a window'’ and the contact
number fluctuations.'>'®* We also envision that advancing
stochastic DFT**>° at strong coupling will pave the way for the
realistic description of quasi-localized soft modes induced by
the intermittent rearrangements of particles such as
bucklers.'>%76783
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Appendix A: details on the constrained
free-energy functional Ap]
1. Verification of eqn (9)

The distribution functional P[p, {] defined by eqn (8) satisfies
the Fokker-Planck equation as follows:**'**

OPlp,t] 0 o dA[p]
TR fderv DpV 6p+ 50 Plp, 1],

(A1)

from which we find that eqn (9) satisfies the stationary condi-
tion 0Pg[p]/0t = 0. It has also been shown that eqn (A1) is
equivalent to the Dean-Kawasaki eqn (14).*4'**

2. Definition of A[p]

In eqn (A1) as well as in eqn (14), the canonical ensemble is
naturally required for the free-energy functional A[p] of a given
density p because we consider the overdamped dynamics of the
densely packed sphere system with the total number N of
spheres being fixed. Hence, A[p] is defined using the config-
urational integral for the canonical ensemble as follows:

1
~Apl — 2 qp . H —v(ri—1)
e _N!Jdr' JdrN,.,e /

x [T olox(e. 1) — pr. 1))

(A2)

Yet, equilibrium DFT, a key ingredient in this study, needs to be
formulated in the grand canonical system. We therefore write
Alp] with the help of the contour integral over a complex
variable z = e*:>*1*

e — L f dz
2mi J ZN+1
X (TrHe“ He"’<"'"f) Hé[[)N(r, t) — p(r, t)}),
i ij r

(A3)
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so that the canonical ensemble may be recovered after
performing the grand canonical ensemble represented by

| .
Tr = —[dry -+ [dry.
ymdn o Jde

3. Derivation of eqn (13)

We evaluate the underlined term in eqn (A3) with the help of
the Fourier transform of the delta functional as follows:

Tr[Jer [Le ) [Lolon(r) = pir)

i i,j

= JD[//TI- H elHrfl//(r,) H efv(r,7r,-)efj‘dri1//(r)p(r) (A4)
i

iJ

_ J Dyl [arivient)

The y-field is separated into the fluctuating potential field ¢(r)
and the saddle-point field i} qz(r):

Y(r) = (r) + ihar(r), (A5)

where Yq5(r) is determined by the saddle-point equation,

o(Q[-iy])

Sy () (a¢)

= —ip(r).
V=i g5

The functional differentiation on the left-hand side of eqn (A6)
provides the density in equilibrium of the system under the
external field g4 Denoting the equilibrium density by
(Pn(r))eq, the saddle-point eqn (A6) implies that
(PrD)eq = PLE)- (A7)

The above relation states that a prescribed density p(r) is
equated with the equilibrium density due to the potential gy
along the saddle-point field.

For later convenience, we also introduce the intrinsic Helm-
holtz free energy Fp, 0], the central functional of equilibrium
DFT:58761

ﬂmm—ﬁwmuzmmﬂ—ﬁwmwum (A8)

showing that the intrinsic Helmholtz free energy Fp, 0]
is defined by the first Legendre transform of the grand
potential Q[qr] with the saddle-point field Ygqe(r) being
applied. Therefore, the identity (13) is satisfied as well as that
in equilibrium DFT.
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4. Derivation of eqn (12)
Combining eqn (A4) and (A5), we have

e e [T e [Jolow(e) - o(o)
i i Y
_ J DT e vanted T e

ij

w o] aro() (an () ~id (1)} (A9)
- J DepeAWan—id1+ [drp (o) {an (e)-i6(6)
_ JD¢G—F[0-¢]+Jdrp<r)u
when defining
Flp.d] = [drp(e)u= Qi — )
~ Jaro®) (an(0) - 600} (a10)

as an extension of eqn (A8). Eqn (A9) and (A10) validate
eqn (12).

5. Derivation of eqn (10) and (11)
It follows from eqn (A3) and (A9) that

1 dz
—Apl L ~Flp.l+ [drp(r)p
¢ 2mi 7{ ZN+1 JD¢e
1 1
Flp.¢]
JDd} ( ]{ *fdrp +N+l> (A11)
J Dpe FPIIA[p),
where

Al =5 1 j{ —jdrpl +N+1

(oo

= (A12)
0 ([drp(r);«éN).
Eqn (A11) and (A12) verify eqn (10) and (11), respectively.

6. Derivation of eqn (19)

The difference AFyq[p, @]
and (A10) reads

= Flp, ¢] — Hlp, 0] between eqn (AS)

AFanlp, ] = Ol — i9] — Qe + Jdnp<r)¢(r). (A13)

The quadratic expansion of Q[ —
saddle-point field i} 4 yields

i¢p] around the imaginary

d(r)o(r')
Y=qr

2
Atinlp.g] = 3 Jarar S0 (A14)

Sy (r)3ys (r')
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= %derdrﬂﬁ(r)w’l (r—r)o(r), (A15)

where the basic relationship has been used in equilibrium DFT
as follows:

3Flp,0] 3Q _ p
| sy maTveE A
as well as the definition (20) of w(r—r’).
7. Derivation of eqn (46)
It is found from eqn (22) that eqn (46) reads
i /yp—1 i /
6p”drdr w=l(r —r')o(r)or')
= o [ -0y S0 (a17)
_ v [Do{p(r)p(r')} " e—AFanlp 4]
+w I(r \ fDd)e AFanlpdl )
where
{w i r =)= o(r— 1) + 2h(r —')p(r)
Ay (A18)
= - o).

neglecting the density dependence of the total correlation
function A(r — r’), and eqn (A17) and (A18) give a precise
definition of {¢(r)¢(r')}’ appearing in eqn (A17).

In eqn (A17), we use the following approximation:

[Dp(r)p(r)e —AFa[p.d]
fD¢e AFqap[p.9)] }

{pwam} =5

J"Dd){qﬁ () 'e—AFunlp¢]
JD(i)e*AFdﬂ P4

0AFyrlp, §]
dp(r)

O0AFyu[p, ¢ }

— p(r)p(r') (A19)

dp(r)

ID¢{¢ () 'e=AFanlp.d]
fD(/)C‘AFdﬁ p.9] ’

+¢(r)¢(r/){

Accordingly, eqn (A17) reduces to
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%”drdr’w*1 (r—r)o(r)o(r)

~ J.dr/ {{w*l (r— r/)},(/)(r)(b(l")

+ Wﬂ (l’ — r’){m}/] [AZO)
: ! I\ (I (] w10
= om +h(0) — Jdr h(r —)p(X)e(¥ —1) — pz((r))
- ‘J dr'h(r — ) p(x')e(r' — 1) = ¢(0) — h(0),
where ,
{309} = (nir 1))
_ b(r—r’)_ o !
B { p(r) ( )} (A21)
_d(r—r)
GOR

neglecting the density dependence of the DCF, and the Ornstein-
Zernike equation has been used in the last equality of eqn (A20).

Appendix B: the zero-wavevector
structure factor S(0) represented by
the metastable DCF c*(r)

1. Derivation of eqn (39)

We consider the Ornstein-Zernike equation for the metastable
correlation functions, ¢*(r) and #*(r), in a uniform state. The
Ornstein-Zernike equation at zero separation is expressed as

K (0) = ¢*(0) + n[4nr2drc*(r)h*(r)

4mrtdret (r)

r<e

= *(0) — nJ

(B1)
+ nJ dmrtdret (r)h* (r),
r>c
where the relationship #*(r) = —1 (0 < r < o) has been used in

the above second line. Adding the term fnjrzg4nr2drc*(r) on

both sides of eqn (B1), we have

h*(0) — n[ 4 dre*(r)
Jr>a (Bz)
=c"(0) — anrc*(r) + nJ dnrrdre” ()i (r),
which reads
— h*(0) — anrc* (r)
=—c"(0) — nJ dnrdret(r) — nJ 4t dre* ()i (r).
7 7 (83)
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2. Derivation of eqn (57)

It is noted that c*(r)h*(r) decays far more rapidly than c*(r) even
when the effective correlation functions converge to the hyperuni-
form ones, ¢(r) and A(r), for r > o. Therefore, eqn (39) becomes

1 * Le 2 *
50 c*(0) — nL 4nr-dre*(r)
* 6fV Le *
= —*(0) - na3Ja 4nrtdret (r) (B4)
Lc/o
= —c"(0) - 24fVJ diFc* (),
1

where the relationship f; = rno’/6 between the volume fraction f; and
the spatially averaged density » has been used in the second line of the
above equation. For 7= r/g > 1, combining eqn (52) and (56) provides

—(F)=1- exp(—é)

which will be used in calculating the last term in the last line of
eqn (B4). Integration by parts yields

(B5)

Le/o
73J dif* e (F) =

Le/o (5
— [P @] "+J dPd< )
1

v dF
3 Lc/o B
- (ﬁ) c* (&> +c*(l)+2ﬁJ dre ?
g g 1
L. L.
= Il (ﬁa?) + 2ﬂ12 (ﬁa?):

(Bo)
where
LC _ LC } * & *
W(p2) = (%) e(2) e @
and the change of variable from 7 to x = 1/f* gives
. Lefo B
4] (/375) = J dre™?
o 1
1 —px?
:J s 5
a/Lc X
efﬁx2 : ! 2
= — —213J dxe F¥ (B8)
X o/Le o/Lc
—B(o/Le)
_ Lce Bla/Le) _67/1
g
n VP
() -or(17))
Combining eqn (B2)-(B8), we have
— o) rshn (5.2 vspnn (gl (B9)
S*(O) - C A\ l b O_ gV 2 ? O_ .

The approximate form of eqn (B9) for L,/o > 1 leads to eqn (57):
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1 L\’ LeePlo/Le)?
~—8f, 16 T
s~ (%) € @so) + 16y
(B10)
~241.p(%),
g

where we have used the approximations, —c*(L/o) ~ P(o/Le)

and L.e ~HlolL)’ /o = L./o, in the above second line. Fig. 2 shows
the L./o-dependencies of 1/5*(0) in order to compare eqn (B9)
and (B10).

Appendix C: details on the averaging
operation over the ¢-field in the
strong-coupling approximation

1. Shifting the fluctuating-potential field from ¢ to ¢ in
eqn (17): a general formulation and validation of eqn (76)

We first see extra terms when AF4q[p, ¢] is represented by the
¢-field. Eqn (67) is rearranged to give

H8) = ole) + ity(r) ) (©1
which further reads
- —~ W2
b1 = 790) = yi(r) + idpr) ~ 50 ()

due to the rescaling given by eqn (63) and its associated form,

A (v
- Jdr’yQE(r - r’)A[;(zr )

Ap(r) =

= — [dr’é(r - r’)ANp(r’) (€3)

= Ay(r).
Plugging eqn (C2) into eqn (19), we have

A [p. b =19] = AFanlp, 7] = 5AFunlp. 80 +Ealp, )
~ A7 1 ) ~—1 AYNY NV
AFys [p, Alp] = EJJdrdr W (r =) AY(r)Ay(r'),

som,@:“dsds'w (s — $)GES)AP(S).
(Ca)

because of AFyy [p Y w( )/ 2] = 0 for the hyperuniform correla-

tion function A(r):

2y w?
Ak |25 = farpo Udr/{é(r—r/)+h(r—r/>p<r/>}}
w?
= éO) drp(r) {I—FJdr/h(r—r')p(r')}
NwA0)
— 2 s(0) =0,

(C5)
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where S(0) =1+ [dr'i(r — r')p(r') =0 for the hyperuniform
structure factor S(0) at zero wavevector, and it is supposed that
w(0) is the position-independent function because of the
neglect of the triplet DCF (see also the statement after eqn (48)).
Before proceeding to the ¢-field averaging operation defined
by eqn (17), we clarify the corresponding terms where the strong-
coupling approximation needs to be developed. To this end, let
{[@] be the general functional given by the sum of the ¢-indepen-
dent part (. and the remaining @-dependent contribution {,[¢]:

(o] =L + Glo)

It is noted that we can validate the following expansion at
strong coupling (i.e., y >» 1):

(C6)

718 PP 1{. 5 o ! D, P
e P oy ;{150[107‘#’] +2—y€oz[p,<p]}

1- %5[p7 éb],
(€7)
EFp, @) = JJdrdr/W (r—r)op(r)Ay(r)

x Jstds’ﬂ’ (s — $)P(s)AY(S).

Combining eqn (C4) and (C7) provides the approximate func-
tional ([@] that is averaged over the ¢-field, instead of the
¢-field, based on the definition of eqn (17) as follows:

[DoC[ple —AFg[p.d]
fDqSe AFqst[p.4]

(o] =

=Lt ([nge*Af'dft [p,¢]

j Dot —AF«.[M}%Am[ﬁ,mz]—%so[a,m

[Dpe

=l +

AFyp [p, ‘/’H ZAFdfl [P, Alﬁ]* ie, 2%

D@L (@] (1 - lé’[fu fp]) e~ Aanlp.7)
Vs

={+ 1
Do (1 — ;5[,57 gb]) e~ AFun[p,0)

DL (] (1 - %5[;3, ¢]>efAFdﬁ[m

(Do (] - 15[57 [/')]) e~ AFan[p.]
v

ID(;Z)e—AFdﬂ [p.9]

:Cc+

jD@e*AFdft [p,0]

. 1 .
JDOL (7] (1 ——Elp, q,]) e—AFanlp 9]
/
[Dipe—AFalp ) (1 _ %ﬁ)

(c8)

Here, another averaging operation &£[p, ] appearing in the last
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line of eqn (C8) has been introduced for representing

—— [Dp€[p, PleAFanlp.]
PPl = [DipeAFanlpdl

S}

(C9)

which becomes equivalent to eqn (17) when replacing the ¢-
field with the ¢-field; however, the notation of the above
average has been altered for revealing that there is a difference

between E£[p, p] and &[p, ] as shown by the general form (C8).
We obtain from eqn (C7) and (C9)

= == l=
~Elp, o] = ;{zﬁo[m @] +27502[p,<p]}
i Y 7

< (r =) Ay ()i (s — § AU (s)
— S0P AY)
because of
70 =0 (C11)

FOP(s) = (e —s).

The strong-coupling approximation of the last equality in
eqn (C8) further validates that

1
1— 78[ﬁa ¢] e
— T~ - Y515 ) - £5.9)
1 - ;g[ih (7)]
i ] (C12)
—1- ;&)[,5, ?] — 272&‘!1 0, ¢]
— 1= 80p.5]+ O 7,
where
A&[p, @] = ””drdr’dsds’{q’b(ﬂ@(@ —w(r—s)} (C13)

x v (=) AP (s — 8 )AY(S).

Eqn (C12) implies that the above contribution A&[p, @] is
ignored. Combining eqn (C8) and (C12), we have

(ol

={+ é’rw}
(C14)

— L+ 0 - é‘cr[gb]s‘o 7] + O3,

according to the 1/y expansion method. Incidentally, it follows
from eqn (C14) that

0PI = s0PT) — BB T)E7 5] + O
i (C15)
=wr—r)+ (9[})72],

thereby justifying eqn (76).
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In the remaining subsections, we will evaluate eqn (74) and
(82) based on the above strong-coupling approximation repre-
sented by eqn (C14).

2. Derivation of eqn (74) from eqn (73)

Following the general form (C6), we classify 1,on[p, @] given by
eqn (73) into the ¢-independent part (. and the ¢-dependent
contribution y{4[¢]:

/lnon [ﬁy (ﬂ = Cc + VCI [(?)]7

p(r 2219(0
(= 1n%)+1+7’ 2( )

(C16)

= w(0

%0
(1 [@] = iyp(r) — {f)(l‘)e 5 +zs»<p(r)} 7

where the definition of {---}' is the same as that of eqn (A17).
For later convenience, we also introduce an extended form of
72i(0)
e 2

+iy¢(r)

PIO) 1 [dsp(s) () m(s))

Puerpl@] =27 : (€17)

where a test density field m(s) is added to one-particle density
p1(s) = o(s — r) that represents a single sphere located at r. The
functional differentiation of wue.,[@] with respect to m(r) offers
the benefit of the expression (C17):
w2
= ipp(s)e )‘i(o>+i}’¢<'>,
m=0

PSexp [P]
dm(s)

(C18)

which is available to calculate the third term on the rhs of
eqn (C14).
First, the Gaussian integration over the ¢-field yields

W25 !
i)
749(0)

20, e
e T
op(r)

7¢110]

+iyp(r)

(C19)

_ B fasani o)

2(0)
—e 2

2
5 [ [dsasits—s)p1 (511 (5)

- 1,
because of y = e [[dsds'ii(s —s')p,(s)p;(s') = W(0),

7(0)
e 2

*+79(M) — 1, and the similar approximation to eqn (A19).
Next, we investigate the third term on the rhs of eqn (C14),

or {;[@]€o[p, @] The expression (C4) of &[p, @] implies the
necessity of evaluating the following contribution:

QD(S)VCI [(P] = _(P(S)(P(l') — ;(p(s)e 5t ,w(r)A

1=
L]
/

(C20)

This journal is © The Royal Society of Chemistry 2021


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1sm01052b

Open Access Article. Published on 23 September 2021. Downloaded on 3/24/2026 5:46:58 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Paper

It follows from eqn (C11) and (C18) that eqn (C20) reads

= ~ 1 { Sutexp @]
-(s)) = —W(s—1)—— C21
SPENN] = —its —) y<wm> (c21)
m=0
Since we have
_ q/'2‘?(0) },2 /o ’ o N\ s
Ve [@] = eT—iJ‘J‘dsds W(s—s){m(s)+py (s)}{m(s)+p1 (s)} (C22)

in the presence of the test field m(r), the relation (C18) reads

— yzjds’ﬁ’(s = s){m(s') + py(') }yttexp ]
m=0 m=0

Vﬁuexp [@]
dm(s)

L

2 "2
A e

= —y%(s —r).
(C23)

This ensures that the first term on the rhs of eqn (C21) is
canceled by the second term:

@(s)li[@] =0, (C24)

thereby implying that
lilol€olp, @] = 0. (C25)
Thus, we find from eqn (C14), (C16), (C19) and (C25)

;bnon [ﬁ7 Qﬂ = é,c + V‘Q‘l [Qb]v

= L +90[0] — ii[o]E[p, @] + O]

=L +70[0] + O]

i -
~in?® 7O
Y 2

(C26)

The above last form is equivalent to the target expression (74).

3. Derivation of eqn (82)
Eqn (81) reads

UL, §)/5(x)

(c27)
= 1+90[0]+ L@l + o,
where {4[®] has been given in eqn (C16) and
Lle) = — Jdrzﬁ(fz)efv("fm{ﬁ(rl)e[}vde(b(s)ﬁZ(s)}
(C28)

N Jd” o) [0 (e fseeme } ’

where the definition of { -} is the same as that of eqn (A17).
The non-equilibrium chemical potential difference A[p] is

obtained from averaging Al[p, @] over the @¢-field in a similar
manner to the strong-coupling approximation adopted in
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eqn (C26):

Adlp] = Adlp, 9]

1+ 9010] + Go] — i [@1€[p, @] + Oy~

1= 1+5[@)+ 0]

= |drap(rs)e "0l [ 2@ (c29)
SCf“,’de(?)(S)Pz(S)
— Ndesa(rs)e—" -5
rz/)(rz)e p(l‘l) 6,5(1'1)
N dr’;)(r')e”’fds‘ﬁ(”{f"“)*;‘“)}
where we have used the results, y{|[¢p]=-1 and

4[@)&[p, @] =0, given by eqn (C19) and (C25), respectively,
and § e,—,fds(;:{ﬁﬁﬂ’l} /5;0=0 due to the neglect of the

density dependence of e () = 1/y2 as before. It follows from
the Gaussian integration when performing the averages in the
last equality of eqn (C29) that

-
¢ a0 _ o~ [ [dsds (5512 ()9 (8)

-2 J‘J'dsds’ﬂ*(s—s’) {6(s—r| )6(5’—r2)+; W}

=¢

— e r—r2) =77 (0)

.
_ L),
72
(C30)
iy | dsp(s)p,y
Seit[dso(s)ia(s) _ o — rz)ef.,,zl;.(,],,z) (C31)
Sp(r1) p*(r1) 7

and

eirdeWS){ﬁl (S0 <s>} _ dsds'»ws—s’){m 1)+ 87 <s’>}

2(0) 72(0)

1
e

(C32)
respectively. In eqn (C32), it is noted that the cross terms
vanish: 5,(s)p,(s') = p',(s)p,(s) = 0 because the one-particle
densities, py(s) = d(s—r) and p/,(s) = (s — r'), represent the
instantaneous densities of the target particle located at differ-

ent positions of r and r’ and a single sphere is unable to
simultaneously exist at different locations.
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Substituting eqn (C30)-(C32) into eqn (C29), we obtain

AZlp]

1 )
- _ ﬁjdrzﬁ(rz)e—"(rl —r2)—w(r—r2)

2

25 1 -
_ efv(O)—)r w(0) + ”—2Jdr/p(l‘/)
/

C33
L (€

1 I\ 2 /
_ y_z[dr/{l _ e—v(r—r)—,y u(r—r)}i)(r/) _ ey—z

_ Jdr/{l _ efv(rfr’)fn'(r—r')}p(r/) + O[V—Z]’

hence verifying eqn (82).
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