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Hard sphere (HS) shear, longitudinal, cross and bulk viscosities and the thermal conductivity
are obtained by molecular dynamics (MD) simulations, covering the entire density range from the
dilute fluid to the solid crystal near close packing. The transport coefficient data for the HS crystal
are largely new and display, unlike for the fluid, a surprisingly simple behavior in that they can be
represented well by a simple function of the density compressibility factor.

In contrast to the other four transport coefficients (which diverge), the bulk viscosity in the solid
is quite small and decreases rapidly with increasing density, tending to zero in the close packed limit.
The so-called cross viscosity exhibits a different behavior to the other viscosities, in being negative
over the entire solid range, and changes sign from negative to positive on increasing the density in
the fluid phase.

The extent to which the viscosity tensor and thermal conductivity of the HS crystal can be
represented by Revised Enskog Theory (RET) is investigated. The RET expressions are sums of an
instantaneous (1), a kinetic (K) and a so-called ‘e’ part. The I part of the transport coefficients
evaluated directly by MD are statistically indistinguishable from those of the corresponding kinetic
theory (Enskog and RET) expressions. For the K part the integral over the spatial two-particle
distribution function at contact was determined and the « part was estimated using the direct
correlation function and density functional theory approximations.

All three parts were determined in this work which allowed the accuracy of RET for solid systems
to be assessed rigorously. It is found that in the case of the thermal conductivity the predictions of
RET are in excellent agreement with the MD results. Also, for the shear viscosity the agreement
over the entire solid phase is quite good, but is considerably worse for the three remaining viscosities

in the solid phase.

I. INTRODUCTION

When various regions of a system translate with differ-
ent velocities a viscous stress arises which is proportional
to the rate of change of deformation over time (strain
rate). The viscosity tensor is the proportionality coeffi-
cient, which characterizes the internal friction or rate of
momentum dissipation occurring in a system in response
to the velocity gradients. In addition, the presence in
the medium of a temperature gradient induces the trans-
port of energy or a heat flux, which can be described by
Fourier’s linear relation ¢; = A;;V;T, where J;; is the
thermal conductivity tensor, which measures the rate of
energy transfer in the medium.

The transport coefficients (TC) characterizing viscos-
ity and thermal conductivity are the primary physical
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quantities of fundamental interest and practical impor-
tance in non-equilibrium studies. Kinetic theory based
on the Boltzmann transport equation provides consider-
able insight into these T'C [I]. The Boltzmann equation
describes the time evolution of the single-particle veloc-
ity and position distribution function for a dilute system.
The method of its solution, proposed by Chapman and
Enskog, provides a basis for the computation of the vis-
cosities, the thermal conductivities and diffusion coeffi-
cients for both simple gases and gas mixtures [IH3].

The Boltzmann equation has, however, a number of as-
sumptions, for example, that the state of the system is de-
scribed by a single-particle distribution function, and the
particles move freely for most of the time and collisions
between particle pairs are instantaneous. In addition it is
assumed that the number of collisions which take place in
small regions of space over short intervals of time can be
estimated with a probabilistic assumption, the colliding
particles are uncorrelated before their collision, and that
no excluded volume effects are included. Consequently,
Boltzmann’s equation and the methods used to solve it
are basically only applicable for dilute systems.

For particle systems at higher densities additional fea-


mailto:slawomir.pieprzyk@ifmpan.poznan.pl
mailto:branka@ifmpan.poznan.pl
mailto:david.heyes@rhul.ac.uk
mailto:m.campbellbannerman@abdn.ac.uk

tures such as finite particle-size effects become relevant
and should be taken into account in any realistic descrip-
tion. Such a generalization of Boltzmann’s approach has
been made for hard sphere (HS) systems and this exten-
sion is known as Enskog theory [I 2]. The HS system
aspect of this generalization means that all collisions be-
tween particles are instantaneous and binary, and the
difference in location of the centers of the two colliding
particles is well defined. The fact that this analytic de-
velopment can be made successfully is noteworthy. The
essence of Enskog’s theory is to assume that there is
a velocity-independent spatial correlation between par-
ticles which is specified by the spatial pair correlation
function for an equilibrium system with a uniform den-
sity. The Enskog method was used to derive formulas for
the density dependence of the shear and bulk viscosi-
ties, thermal conductivity and self-diffusion coefficient
1L 2L 4]. A comparison with ‘exact’ molecular dynamics
simulation results has demonstrated that Enskog’s for-
mulas describe the transport properties of the HS fluid
very well and the observed differences at higher fluid den-
sities can be ascribed mainly to the fact that Enskog the-
ory, like the Boltzmann approach, ignores velocity corre-
lations between the colliding particles.

A more general approach known as 'Revised Enskog
Theory’ (RET) was proposed by van Beijeren and Ernst
[5] in which the original Enskog equation was replaced
by one in which a spatially dependent pair distribution
function for the particles was used. With RET a more
accurate description of the transport coefficients of gas
mixtures was obtained [5HT].

In 1990 Kirkpatrick et al. [§] used the RET approach
to derive the dissipative linear equations of elasticity and
obtained expressions for the corresponding transport co-
efficients. It is expected that these expressions may be
exploited to describe a hard sphere crystal. These for-
mulas are however, given in terms of integrals involving
a multidimensional, anisotropic pair correlation function
and thus are somewhat formal and the practicalities of
evaluating them were not considered.

This possible extension of kinetic theory to a crystal
has yet to be tested, as far as we are aware, mainly due
to the lack of a molecular dynamics (MD) simulation
data for the HS crystal TC and problems with obtaining
reliable results for the solid pair correlation function and
the components of the elastic moduli tensor required in
the theory.

This work addresses these issues by achieving two main
goals. First, ‘exact’ simulation data for the viscosity
tensor and thermal conductivity over the entire density
range of the HS system (with a focus on the crystal) is
determined by MD here. Secondly, the corresponding
RET expressions for the transport coefficients and their
various parts are calculated. It is by accomplishing these
two steps that the extent to which transport in the HS
solid can be described by RET can be assessed.

This study is organized as follows. In Section [ the
MD calculation details of the TC of the hard sphere sys-

tem are described. The revised Enskog theory is dis-
cussed in Section [[TIl In Section [[¥] the main results for
the hard sphere fluid and solid are presented, also in this
section the revised Enskog theory is checked for accuracy
for the various elements of the viscosity tensor. The main
conclusions of the analysis are summarized in Section [V]

II. MD CALCULATIONS OF THE TC

The solid HS structure is the fcc crystal for which the
viscosity tensor can be written as the general formula
8, 9]

Nijkt = M 05k 01+ 0105 — 850k1) + 12040kt +7735§?;)w (1)

where 7,, (p = 1,2,3) are scalars which we will be re-
ferred to as the p-viscosities or just ‘viscosities’, d;; is the

Kronecker symbol, 51(;21 is a cubic invariant tensor which
is equal to unity if all indices are the same and otherwise
is zero. Each index represents here a Cartesian compo-
nent e.g., ¢ = x, or y, or z. There are therefore for cubic
symmetry three nonzero independent components: (a)

and (¢) Nyyzy = ... which in the Voigt notation [I0] are,
M1 = Nzzax =M + T2 + 13, (23‘)
M2 = Nzayy = T2 — N1, (2b)
Naa = Nzyzy = N1- (2(3)

The viscosity, 112, does not appear to have a name in the
literature, and we refer to it here as the ‘cross’ viscosity.

The definitions of the p-viscosities in terms of the quan-
tities in Eq. are,

M = N, (3a)
N2 = M2 + Naa, (3b)
N3 = M1 — M2 — 2N44. (3¢c)

For a fluid, the customary notation ng = n44 for the
shear viscosity and 1y, = 711 for the longitudinal viscosity
will also be used.

In isotropic liquid systems only two components are
independent and these are sufficient to characterize the
viscosity tensor [9, [I1]. These can be any pair of the
7;; viscosities (where the index ij denotes the case of
11, 12 or 44 viscosity) but the most frequently employed
are those used with the Navier-Stokes equations i.e., the
shear viscosity ng, and the bulk viscosity np which can
be expressed in terms of the other viscosity tensor com-
ponents. It is noteworthy that in a fluid because of the
isotropic condition, 111 — M12 — 2n44 = 0 (which follows
directly from Eq. for n3 = 0 in fluid) and conse-
quently the bulk viscosity can be defined in three ways:
NB =M1 — 4N14/3 = M2 + 2044/3 = (M1 + 2m12)/3. The
first equality is often used, probably because the cross-
viscosity is more difficult to determine by experiment,



and it has to be obtained indirectly from the other mea-
surable viscosities (i.e., the shear and bulk) anyway. For
the crystal where the isotropic condition does not arise,
the expression for the bulk viscosity [9] is,

1
~(m1+2m2) = 5 (=m +3n2+n3).  (4)

B =3 3

Also due to the cubic symmetry, the thermal conduc-
tivity Aij = Ady; i.e., is described by a scalar.

Both the viscosities and thermal conductivity can be
evaluated with the molecular dynamics simulation meth-
ods [12 13]. Because of the non-analytic nature of the
HS interaction, the transport coefficients of the HS sys-
tem are determined through the Einstein-Kubo-Helfand
(EKH) approach [9] [I4] [15], instead of the conventional
Green-Kubo method [12]. The EKH expressions are for-
mulated in terms of averages of the Helfand moments,

Lo g(At) = A(Galto + A)Gp(to + At)), ,  (5)
where At is the correlation time, A = 1/2VkgT?At for
the thermal conductivity and A = 1/2VkpT At for the
viscosities. The volume of the system is V, kg is the
Boltzmann constant, and T' = 1 is the temperature. The
angular brackets (. . >t denote an average over time ori-
gin, typ. The Helfand moment is defined as the integral of
the microscopic flux over a number of collisions, and is
composed of kinetic and potential terms G, (to + At) =
G(k)(to + At) + Gl (to + At) collected in Table [I| for the
considered transport coefficients, from which the kinetic
kk, interaction cc, and cross kc parts of the transport
coefﬁments can be obtained: 77” s Miss ’71] and AFF) e,
Afe. The index, a, 3, refer to the calculated quantity
(first column in Table[l). For example shear viscosity can
be calculated as follows 144 = Nepyey = Ly, ey where
Ly, = 1/2VEgTAt (G, (to + At)GM (to + At)) "

and Gy, (to + At) = GiL) (to + At) + Gy, (to + At). The
thermal conductivity can be defined in the same way.

The transport coefficients of the HS system can also be
decomposed into the sum of a singular and non-singular
part, which is a unique feature of hard sphere and other
discontinuous hard core potential systems [I6HI9]. The
singular or ‘instantaneous’ part of the transport coeffi-
cient represents contributions to G at the time (¢ — 0)
when the first collision takes place and in this work the
latter name will be used because it more clearly indi-
cates the physical origin of the term. Exact formulas for
the instantaneous part of the viscosities which can be
computed directly in the simulations, have been derived
recently [16] 20],

2

(I _ m b2 Tig,aTigy Tig,aTijy 6
s 2Vk‘BTAt < 0 Tij Tij >7 ( a)

2
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TABLE I. The terms in the EKH formulas in Eq. . for
the viscous stress and heat flux terms. The sum ZC"” is
over all interacting ¢j pairs of particles in the time 1nterva1
[to, to + At], coll is the number of collisions, e; is the internal
energy of i-th particle, Av;, is the x Cartesian component
of the velocity change of i-th particle, and Ae; is the internal
energy change after and before a collision of i-th particle.
The « in the column headings represents in a generic way
the component of the thermal conductivity or viscosities for
different combinations of the Cartesian components.
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where m is the mass of the particle, and by = v;; - T;.
For thermal conductivity the instantaneous part is

3

1
)\(I) = m <Z [Tij,aAei]2> ) (66)

a=1

where the internal energy of i-th particle is e; =
Z:izlpf,a/%n7 and Ae; = e — e; where + and —
indicate after and before the collision, respectively. In
the calculations, ¥;; = r;;/r;; is the unit vector, where
r;j = r; —r; is the vector between the HS ¢ and j par-
ticle positions, and 75 ., 7454, 7ij,. are the distances be-
tween ¢j particles in cartesian coordinates on collision.
vi;j = v; — v; is the velocity difference between HS par-
ticles.

As will be shown below the ability now to evaluate
these instantaneous viscous quantities is crucial to de-
scribe fully transport properties in the HS crystal.

The transport coefficient calculations were performed
mainly using the DynamO program [21] employing differ-
ent system sizes, N = 2048, 4000, 8788, 16384, 37044 and
131072 particles in a cubic simulation box, under periodic
boundary conditions [I2]. In these simulations the sys-
tem was equilibrated for 107 collisions per particle, and
then production data were collected over the following
1.5 x 106 collisions per particle (which means 1.64 x 10°
equilibrated collisions, and 2.46 x 109 collisions in total
in the case of N=16384). The chosen equilibration time



is sufficient to ensure that the considered transport quan-
tities are free from the influence of the initial parameters.
Each simulation was conducted at least 10 — 20 times to
improve the statistics, and each density was started with
a different set of initial random velocities. Statistical er-
rors in all simulation property averages were estimated by
the block average method [12]. Some calculations were
performed also with a home-made code, e.g., to compute
the instantaneous parts of viscosities and thermal con-
ductivity.

In the case of the transport coefficients the N-
dependence may be quite significant even for quite large
systems e.g., in the case of the self-diffusion coefficient
(D) the dependence is ~ N~'/3 [22125]. Thus, a care-
ful check of the system size dependence of viscosities is
needed to determine the thermodynamic limit values, es-
pecially as an oscillatory behavior at smaller IV in the
value of the shear viscosity has been observed [26]. The
present MD calculations indicate that the HS viscosi-
ties, 7;;, approach the thermodynamic limit as ~ N -
In the case of thermal conductivity, this dependence is
~ N~2/3 as was shown previously [27]. The present
calculations show that this slower convergence comes
from the non-singular part of thermal conductivity as
the instantaneous part has an N—dependence of the type
~ N~ typical of thermodynamic and mechanical prop-
erties [I3]. Details of the system size dependence of the
studied quantities are given in the Appendix [A] All of
the MD HS transport coefficients for the fluid and solid
presented in this work are the values obtained by extrap-
olating to the thermodynamic limit.

IIT. RET DESCRIPTION OF THE TRANSPORT
PROPERTIES OF A HARD SPHERE CRYSTAL

The revised Enskog equation is an extension of the
Enskog kinetic equation by considering the special corre-
lation between particles through the position dependent
two-particle distribution function [5]. It is expected that
with this approach a nonuniform system may be approxi-
mately described. Kirkpatrick et al. [§] derived from the
linearized revised Enskog kinetic equations, the dissipa-
tive linearized equations of elasticity for the displacement
and temperature fields. With these equations a number
of expressions for the TC of the ideal (fcc) hard sphere
crystal were derived in terms of the (solid state) equilib-
rium two-particle distribution function at contact, which
are presented below.

In the case of the thermal conductivity, the derived
expression is shown to consist of two parts: the instan-
taneous (‘I’) contribution,

32
) = =)z
A Aoob2 Tl (7)

where

Aoo
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~ 6402 \ mn

4

by = 2103 /3 is the second virial coefficient of the hard
sphere system, p = N/V is the number density, and o is
the sphere diameter; and the kinetic (‘K’) contribution,

1 6 9
(K) — = - 2
A )\onPZ |:ZQ+5Z+25

1 2 3 8 32
== ) X+ =+ =) X2
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where \g = 1.02522)¢g, and 1.02522 is the Sonine poly-
nomial correction factor [2, 28]. The ‘normalized’ func-
tion X = F’/Z is used in the above equation. Note we
use Z (i.e., the nonideal gas part of the equation of state
compressibility factor of the HS crystal) for the symbol
F1 in Ref. Bl

The F’ function has the following definition [g],

3
/

= —— [ dr1dé(562—1)o(r1)o(r1—06)Ga(ry, r1—06),

4pV

(10)

where o(r1) is the one-particle density distribution func-
tion and p(r1)o(r1 — 06)Ga(ry,r1 — 0d) is related to the
equilibrium spatial two-particle distribution function at
contact. For the isotropic liquid, F' = 0 (X = 0), and the
sum of the above expressions in Egs. (7)) - @D reduces to
the Enskog formula given in Eq. (25€¢)) below. Thus, F’
can be considered to be a measure of the structural and
indirectly the dynamical anisotropy in the HS crystal.

It is worth recalling [I] that RET theory, like the ki-
netic theory of gases, ignores the effects of correlated
motion e.g., it assumes no velocity correlation between
particles before the collision takes place (the recollision
is absent). Consequently, the true or exact expression for
Alis

A= ARET L AQ@ =\ A L A@ 7 (11)

where the residual part, denoted by a ‘Q’ superscript,
M@ represents all contributions not included in the
RET expression (such as contributions which comes from
any effects due to velocity correlations between particles
that exist before their collision, recollisions or cyclic col-
lisions and many-particle collisions [I]). When the ratio,
MABET ~ 1 the contribution of A(?) is either small or
the various effects mutually cancel out, in which case the
revised kinetic theory description is then adequate. This
is the situation observed for the HS fluid where the rep-
resentation of A by A\¥ (in Eq. ) is within 5 % even
in the dense fluid region [27, [29]. In the case of the HS
solid the contribution of A(?) is unknown and will be
considered in Section [Vl

An assessment of this residual part will enable conclu-
sions to be made about the performance of the RET in
the case of the thermal conductivity of the HS crystal.
Also, note that the key to achieving such an assessment
is the determination of F’ defined in Eq. .



In the case of the viscosity tensor,

mp = niET 4l (12)

where p = 1,2, 3 and each RET p-viscosity component is
a sum of three parts [§],
ngET_ (I)+ (K)+77 ) (13)

The instantaneous part of the viscosities is,

0 — B o z-F
m nNoobz 25”0( )

48
= Noob2as—pZ(1 - X), (14a)
251
s = (", (14D)
96 96
U:E,I) = noob2 TPF = U00b2 ZX, (14c)
where
5 (mkgT\"?
= — | —— . 15
Moo 1602 ( . ) (15)
The kinetic part is
(K) 1+ 3(Z2-F)+ x(2 - F)
1 = nobzp T
Z+3F
1 4 4 2
=+ =1-X)+ (1 - X)
— bonZ Z2 5Z 25 {16
Nob2p 1t %X (16a)
(K) _  (K)
néK) — 771 773 , (16b)
3
2 3 )2
(K) _ (1+22+3F) ()
n3 = 2mobap = —2n
1 2 | 3y)\2
=+ 24+:X
= 27705203% — 29", (16¢)

where 19 = 1.01670.

Note, that just as for the thermal conductivity case the
instantaneous and kinetic parts of viscosities are func-
tions of Z and F’ (or X) only. The third part, 771(70‘) in
Eq. is the most complex contribution to determine.
It occurs only in the solid state (in the isotropic fluid

77;(,@) = 0) where density fluctuations on a molecular scale
become a relevant macroscopic variable. The expressions
derived in Ref. [§ for this part can be written in the
following compact form,

= pz&F, (17a)

i = g\ L pZEFy — p2E T, (17h)

0 = 2™ 1 3p2EF, (17¢c)
where the &, represent the elastic terms and F, are
mainly from the dissipative part calculations. Note that
n,(ga), just as for the instantaneous and kinetic parts are
proportional to the factor pZ. The pure elastic terms
& = it /O3, & = (O + 2015 /(CTY + 2CT5Y) and
E = (O = O /(O — O )7 are the combinations
of the density functional theory (DFT) components of the
elastic moduli tensor. The elastic terms can be expressed
in terms of the equilibrium solid state two-particle direct
correlation function (DCF) (see Appendix B in Ref. 8] or
by the approximate DFT expressions [30]. The first ap-
proach is largely formal as for the crystal the two-particle
DCF is a structural quantity which is very difficult to
obtain in practice and only recently, in Ref. 31l has the
possibility of determining it been attempted. Some dis-
cussion on estimating the elastic terms from the DCF
approach in the dense crystal limit is given in Appendix
[D} The second approach based on the DFT approxima-
tion is more feasible but less accurate, and limited to a
specific density range which is discussed in Appendix [C]
The F,, functions in Egs. are,

16 1 —
— —W = (1= X
F1 oo [5( )
T /1 2 3+ X
T4 ia-x))2 1
16<Z+5( )>§+X}’ (182)
16
— oo W, 1
Fo ooz W, (18b)
16 2 3
= oW (42X
F3 o5 [(5+5 >

7l-X /1 2 3
TSi=x (z Tt 5X)] o (189
where, as above, X = F//Z and X = F'/Z, and W =
Z/Z are deﬁned in terms of the Z, and F’.

The function Z is defined in Eq. (4.21a) in Ref. [§ and
is,

- a%o? A
Z = 6V dr1dG[6 - Vio(ry)]
xg(rl—a&)Gg(rl,r1—06). (19)

Taking into account the fact that o(r) is rep-
resented well by the N Gaussian distributions
773207320 3 exp(—(R — r1)?/a’a) where a de-
scribes here the (dimensionless) width of the local
density distribution and a = (4/p)'/? is the real-space
lattice-constant, the above quantity in Eq. is,

= —7/d1'1d0'

xo(r1)o(r1 — 06)Ga(r1,r1 —06).  (20)



In the same way, Eq. (4.21b) in Ref. [§ for F’ can be

expressed as,

0'2 ~ ~ ~d
o= —%/drldo’[rl L5564 — 1)
xo(r1)o(r1 — 06)Ga(r1,r1 — 00). (21)

Therefore, the evaluation of the F, terms requires cal-
culations of the quantities, F/, Z, F’, and this issue is
considered in Section [V.Cl

The expressions in Egs. and are sumima-
rized below in the Voigt notation. For the instantaneous
parts of the viscosities these are,

I 48
774(;4) = ﬁ()obzﬂzﬁ(l - X), (22a)
I I
77%2) = 774(14); (22b)
96
iy = 3y + moob2pZ 1 X, (22¢)
T
(n _ 2 .m bz 28 5 59d
B 37a’ + Moob2pZ 5o X, (22d)
for the kinetic parts
ny) Bt X) + A0 - X 230
pZ M- 1+ 2X 7
K 2
e - 22(§+§+§X) (23b)
pZ 3 1-X ’
K 2
iy’ :nbé§+§+gx) (230
p2 3T 1o Xx
771(3K) (K) (K)
oZ =3 (7711 + 2155 ) =0, (23d)
and for the « parts there are
s
= & F 24
0Z 151, (24a)
s
- 24b
pZ 52.7:2 53f3, ( )
n(Oé)
AL = &F) 42837, (24c)
pZ
0
- =¢ 24d
pZ 22 (24d)

The expressions presented above are used to obtain the
RET results for TC in the Section [V -Cl

IV. RESULTS AND DISCUSSION

In this section the main results for the hard sphere fluid
and solid are presented. This section also focuses on the
assessment of the accuracy of the Revised Enskog Theory
by comparison with the ‘exact’ MD quantity values. First
the fluid phase is considered.

A. FLUID

In this work the equation of state, Z, is considered to
be a known function of density and given by the mKLM
formula for the fluid and the S2 formula for the solid from
our previous studies [22].

In this section the results of an analysis of the transport
coefficients of the HS fluid are presented. This region has
been the subject of a number of intensive investigations
in the past [22] 27, 29 B3H37]. Here some viscosities are
reported at state points not given previously. Also the
different parts of the T'C are presented separately, includ-
ing the instantaneous contribution. All three components
of the viscosity tensor are determined in order to com-
pare with those for the solid, and to consider the different
bulk viscosity formulations. These data are given in Ta-
bles [[V] - [VII] in Appendix [A] Some of the total ns and
A values were given in our previous studies [22 27] and
are included here for completeness, together with their
kk, kc, cc, and I separated contributions which were not
always presented in those original publications.

In Figs. [I]-[2]the total, and kk, ke, cc and I parts of the
viscosities and thermal conductivity are presented, and
show a number of already known types of behavior. For
example, the low density region is dominated by the kk
part and the dense region by the cc part in all cases. The
low density limiting values agree with those from kinetic
theory [2]. In the freezing region the cc part increases
considerably with density and the kk part becomes neg-
ligible. The bulk viscosity originates from the cc part
only.

As all parts of 171, ns and np are non-negative it follows
from the definition in Eq. that the kk, kc parts of 2
must be negative in a HS fluid below a certain density.
Consequently in the low density region dominated by the
kk part the cross viscosity 712 is negative below p ~ 0.44
(see Fig. [lb). Additionally, due to the fact that nkf =
e =0a number of relations for the kk and kc parts are
met, Le., 7p" = —2ni3, ng' = —3uiy /2, npt = duF/3,
ne = —27]12, n§ = —3nfs/2 and n;¢ = 4n¢°/3. All
these relations are seen to be obeyed well in the data
presented in Fig. [[and Tables[[V]-[VIII] and are fulfilled
by the Enskog relations below. These relations can be
considered to be a useful cross check for the viscosity
calculations.

For the single component HS fluid the RET theory
gives the same expressions as Enskog theory (compare

Eqs. (7)-(9) and (22)-(24) with F' =0 or X = 0, and
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FIG. 1. The values of the transport coefficients (a) nz, (b) n12, (¢) ns and (d) g, and their components (kk, ke, ce, I) are shown
as a function of density for the HS fluid and in its metastable fluid region. The red solid circles are the total MD transport
coeflicient values of this work (see Tables— in Appendix@. All of the sets of data are values obtained by extrapolation
to the thermodynamic limit. The red crosses, black right-triangles and blue open squares are the kk, kc, cc components of the
viscosities, respectively. The open black circles are the instantaneous (singular) part of the presented transport coefficients,
calculated from MD. In frame (d) the acronym ’Smith’ refers to data from Ref. [32]and ’SH’ from Ref. The solid green lines
are the Enskog formulas from Eqgs. for the total and kk, kc, cc components. The solid magenta line is the instantaneous
(singular) part of Enskog prediction. The vertical thin dashed line indicates the freezing density, ps = 0.9392.

n3 = 0) and the corresponding expressions are [2 [36], 5 bap
= TNoo—~
zZ

3
h
|

4 2 \? 144
1.016= (1+ =2 72
3 ( + 5 ) + 25T

b
Moo 2 [1.3547 + LOS37Z + 2.050222] (25¢)

=
&
I

2 \? 4
g noo%p [1.016 <1+5z) + 38 g

bap 2
= —— |1.016 + 0.8128Z + 0.773727| ,(25a 16
Too z [ ] ( ) ng — 7700b2p57ﬂ_27 (25d)

)\E

bzp )

b 2 2
)\0027'0 [1.02522 (1 + 32) 432 g
_7700?

2 2 _\? 48
0 = 1.016= <1+z) - —2z2

3

b
) )\ooép [1.02522 + 1.2303Z + 0.776527](25€)
= o022 [0.6773 + 0.5419Z — 0.5028 2%]25b)



FIG. 2. As for Fig. [1} except that in this instance the thermal
conductivity, A, is presented.
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FIG. 3. The ratio of total 1;;/n/; (for shear, longitudinal and
bulk viscosities), and A/AF for fluid states is presented. In
the case of the cross viscosity the difference, ni2 — ¥ rather
than their ratio is shown in the inset. The Enskog formulas
for viscosities and thermal conductivity are from Eqgs. (25)).
The solid colored thin lines are only meant to guide the eye.

The two terms in the first line in the above equations
represent the non-singular and instantaneous (singular)
parts, respectively. In the second lines, the three terms
represent the kinetic (kk), cross (kc) and collisional (cc)
parts, respectively. In the case of the bulk viscosity in
Eq. only the instantaneous part is present.

In Figs. [[land 2] the computed values of different trans-
port coefficients are compared with the Enskog theory
predictions in Egs. (25)) (the solid green lines). Figure
shows that the agreement up to ca. 0.7 is very good
in the cases of ng, nr, np while noticeable deviations
become visible for these viscosities in the dense region.
The behavior of ;9 is different to the other viscosities

FIG. 4. The ratio ns/n& for the total value and individual
kk, kc and cc terms are presented as a function of density for
the fluid region. The Enskog formula for the shear viscosity
is defined in Eq. . The solid colored thin lines are only
to guide the eye.

when compared with the Enskog formula values, in that
a reasonable agreement is also observed for the dense
fluid. Due to the sign change near 0.4, the difference,
ma — 0k, instead of the ratio, is presented in the inset of
Fig. B

For X the agreement is better than 5 % over the entire
fluid phase. This is evident in figure [3| where the ratio
TC/TCPF for the various transport coefficients and their
Enskog predictions are shown.

It is noteworthy that in Fig. [3] and [4] there is a non-
monotonic increase of this ratio for shear viscosity and
where a small ‘hump’ at p =~ 0.25 is evident. There is a
very good representation of this viscosity by the Enskog
equation in the density range, p ~ 0.5 where ng = n¥
is observed. This feature is a result of a competition
between the kk and kc, cc parts (see Fig. [4]) which means
that a low order polynomial cannot be used to describe
this behavior well.

All the calculated instantaneous parts made with the
formulas in Egs. @ implemented in MD are in excellent
agreement with the Enskog prediction for I-parts in Eqs.

. This confirms that the Enskog predictions for ng),

nBI , n(LI) and \(D) are exact for all fluid densities as was

shown in [I7] and [IT].
Furthermore, because for an isotropic system nél) =0
the following relationship holds,

iy =iy — 2y = 0. (26)
This equation can be considered to serve as a simple indi-
cator of the transition between isotropic and anisotropic
phases, which may be a useful condition as the instanta-
neous parts are not computationally demanding to obtain
and can be evaluated with considerable accuracy by MD.



TABLE II. The constants a;, b; used in linear representation
of each TC for the solid as function of pZ in Eq. .

A a; bi

11 —0.1452 0.4266
12 0.0451 —0.1764
Naa —0.0859 0.5058
nB —0.0046 0.0066
A —0.5012 1.8192

TABLE III. The constants a;, b;, and ¢; used in the second-
order polynomial representation of each TC for the solid as
function of pZ which is given in Eq. .

Ai a; bi C;

M1 0.5116 —1.4438 1.2470
M2 0.2112 —0.4918 0.1634
144 —0.0767 0.1073 0.3846
nB 0.0220 —0.0622 0.0440
A 0.1155 —0.7841 1.9908

In the next two subsections [V Bl and [V _Cl the HS solid
state and its RET description are analyzed.

B. SOLID

The density dependence of the total, and kk, kc, cc
parts of the transport coefficients 111, 12, 744, 75, and
A in the solid region are presented, in Figs. [f - [f] and in
Tables [[V] - [VIII given in Appendix [A]l The figures show
that for all TC in the solid phase only the cc part is signif-
icant, and the kk, kc components are negligible and are
zero in the case of np. The 115 viscosity is negative over
the entire solid phase. All transport coefficients diverge
in the close packing (cp) limit apart from 7p which goes
to zero. In the figures[f] - [] the MD calculated instanta-
neous part is also presented, and as may be seen, for all
the TC (including np) the I component monotonically
increases strongly with density.

The assessment of the results simplifies considerably
if the data are presented as the ratio A;/pZ, where A;
stands for 111, 712, Maa, M or A\, and i = 1,....5. As may
be seen in Figs. [7] - [§] this ratio can be approximated
well by the simple linear function of the form, a;p + b;,
where the constants, a; and b; are given for each TC in
Table[[] Therefore, to a good approximation, in the solid
all the TC are well represented by the form (ap + b)pZ.
If it is further observed that 1/Z is represented well by
the linear formula ~ 0.2547(p., — p) (a similar feature
was noted for the dense fluid branch by Le Fevre [38]) an
explicit approximate generic density dependent formula
for the solid HS transport coefficients is,

3.93
A i+ 002 = (aip+0) 220 (an)

cp

The existence of such a simple and at the same time
relatively accurate representation of the TC in the HS
solid we consider to be a significant result. This obser-
vation could facilitate the discovery of interrelationships
between different TC, which have been the subject of a
number of previous theoretical studies of fluids [34, [35].
For example, the ratio, 144 /712 is approximately constant
because the magnitude of the parameter a; (or slope with
density) for both quantities is small. From the above for-
mula in Eq. it may be concluded that the asymptotic
behavior of A;(p — p¢p) follows that of Z and is the same
for all of the transport coefficients.

Almost perfect agreement can be obtained, even close
to melting, by replacing the above linear approximation
by a second-order polynomial,

A; ~ (aip* + bip +ci)pZ, (28)

where the values of a;, b;, and ¢; are given for each TC in
Table[[TI] As the TC of the solid is represented almost en-
tirely by the cc part, the above approximate description
is to a large extent a description of the cc part.

In the case of the I part of the TC, several features may
be identified. For each A; the I part is always positive
and becomes a quite relevant contribution on increasing
density. As already mentioned, in the fluid the calculated
values follow exactly from the I parts of the formulas in
Eqgs. (25) which is visible as the magenta dots forming
horizontal lines in the graphs in Figs. [7] and [l For A
and np the horizontal line is exactly continued from the
fluid into the solid phase, until p — p., without any
change in the transition region. This indicates that Eqs.
@ describe the I part of the HS system over the entire
density range of the system. The situation is different
for the I parts of the other three TC (111, m12, and 744).
As may be seen in Fig. [7]there is a jump or discontinuity
which takes place in the freezing-to-melting metastable

transition region. The difference A; = AEI)(pf)/pr —

Agl)(pm) /pmZ (where py and p,, are the freezing and
melting densities, respectively) is positive in the case of
n11 and negative for 712 and 744. Moreover, the jump
is the same for the shear and cross parts, i.e., Ay =
Asz, and A; =& —2A3. Also, the density dependence of
the equation of state-scaled I part of TC, in the solid
phase, can be approximated well by a straight line with
a slight nonzero slope. These features of the I part will
be discussed within the context of the RET in the next
subsection [V.Cl

C. RET
Instantaneous and kinetic part of the TC

The importance of the quantity, F’, is that it allows us
to obtain the kinetic contribution to the RET viscosities
and thermal conductivity from Eqgs. @ and . Also,
in the case of the thermal conductivity knowledge of F’,
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FIG. 5. The values of the hard sphere solid transport coefficients (a) 711, (b) 112, (¢) 744, (d) 73 and their components (kk, kc,
cc and I) are shown as a function of density. The red solid circles are the MD results (total value) of this work (see Tables[IV]-
in Appendix@. All of the sets of data were obtained by extrapolating the N— dependent MD data to the thermodynamic
limit. The red crosses, black right-triangles and blue squares are the kk, kc, cc components of viscosities, respectively. The
open black circles are the instantaneous (singular) part of the presented transport coefficients (from MD). The vertical thin
dashed lines indicate from the left the melting (p,, = 1.0376) and close packing (pep, = v/2) densities.

allows us to determine AFFT = X\() £ X\(F) "and therefore
to assess the relationship, M@ = X\ — ARET and hence
the RET prediction of the thermal conductivity.

Thus, the function F’ is a key quantity for the
RET treatment and it was calculated directly from its
definition in Eq. (10) and also from the I part of the
viscosities in Egs. (14). In the first case, the calculations
consisted of building a two-dimensional histogram (or
surface) of the collisions of molecules. In the solid, each
collision was described in spherical coordinates by two
angles. The F’ function is the integral of the histogram
surface for each density. The results of these calculations
are given in Fig. [Op, where the function X = F//Z
is presented. As is visible in the figure the values of
X obtained by the three approaches specified in the
caption (presented as solid black point, black crosses
and red pluses) are in good mutual agreement. This

is an important result as Fig. [Op indicates that, just
as for the Enskog expressions for the fluid, the RET
formulas describe exactly the I part of the TC in the
solid. Consequently, the behavior of the I part obtained
from MD in Figs. [7] and [§] can be explained with the
RET expressions in Egs. (7)) and . This includes the
observed jumps at the freezing-melting transition which
are Ag = Ag = —A1/2 2 0.2222X (p,,) = —0.0499.

The X function is negative and weakly density depen-
dent and decreases to —0.25 in the close packing limit.
The characteristic extrapolated value, X (p.,) = —0.25
can also be inferred by heuristic considerations which are
given in Appendix [B] With the known F’ or X and Eqs.
@[) and , the kinetic part of the RET contributions
to all TC can be obtained, and they are shown (as green
dots) in Figs. [7]- [l The K parts divided by pZ can be
seen to be well represented by a straight line for all the
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FIG. 6. As for Fig. [} except that the thermal conductivity,
)\, data are presented.

TC.

For A, there are at least two points to observe in Fig.
a) the K part is larger than the I part and both
contributions become almost equal at close packing, b)
the M@ contribution is very small and almost constant
(i.e., it only very slightly decreases with rising density)
and is negative. The agreement with the simulation
data is within 2% over the entire solid phase, and it may
be concluded that in the solid phase the RET describes
the thermal conductivity almost exactly. In Ref. 27|
the relation A = AEET (ie., A(?) = 0) was taken as an
assumption which led to two solutions for X (p) which
represent this quantity well over the entire density range,
and has an almost constant value, i.e., X = 0.2 and —0.2
(in approximation both solutions yield the same value
of AEET) " As is shown in this work the values of X and
F’ are negative, and A\(?) is very small, which makes the
assumption made in Ref. 27| quite plausible and justified.

In the case of the viscosities, as seen in Fig. (7, the K
part is lower in magnitude than the I part. The viscosity
components, nﬁ() and ngo are weakly density dependent
and quite small (no larger than 20 % of the total value of
71 and 112 near melting). The calculation of the kinetic
contribution to the bulk viscosity leads to the conclusion

(K)

that n; ’ is exactly zero, just as for the fluid. This means

that the sum 77§3Q) —H7§3a) is negative and well-represented

by —771(9.1) = —(nﬁ) + 27)9)/3. Only in the case of the
shear viscosity is the K contribution substantial (and
about 37% of ng).

In regard to the viscosity tensor, unlike for A, knowl-

edge of the I and K parts is not sufficient to assess the
performance of the RET, some knowledge of the 771(3('!)

is also necessary.

part

11
a-part of the TC

This third part of the p-viscosities is much more de-
manding to assess than the other contributions. As de-
scribed in Eq. of Sec. the 77(?‘) part can be

ij
expressed as the product of pZ and the elastic £, and
dissipative F, terms.

The F, terms in n'®

To obtain the F, term, evaluations of the Z and F”
functions in Egs. and were carried out in the
same way as for calculations of F in Eq. . The Z
quantity is a strongly increasing function with density
and F’ is negative and a strongly decreasing one. Both
vary as ~ 1/a (where « is the dimensionless width of
the one-particle density distribution) as was indicated in
Ref. B The resultant ratios, X and W together with
X are given as a function of density in Fig. [Oh. In the
figure we observe that X and X are very similar over
the density entire range although the functions F’, F',
Z and Z differ significantly from each other. Also, the
considerations as for the X in the Appendix [B] give the
same limiting value X (pcp) = —0.25.

A noteworthy result seen in Fig. Ph is the quasi-linear
behavior of aW in particular its zero value in the close
packing limit. This is mainly due to the almost linear
density dependence of 1/Z in the solid and that aZ is
small and weakly density dependent. Consequently Fig.
@Ib demonstrates that all of the aF, terms display an al-
most linear dependence with density and become exactly
zero at close packing. This trend indicates that at densi-
ties near to close packing the contribution of 771(?) might
be negligible. Also, due to the fact that X (p) = X (p) and
that X (p) has an almost constant value, the expressions
in Egs. (18)) can be represented well by the following
simplified forms,

w0 (o)

=~ (0.03395p + 0.03847) W, (29a)

16
Fo = 77001—5W = 0.18806W,

16 /(2 3 a(1 2 3
— e ((Z42x) T (2424 2x
3 ’70015((5+5 ) 8<Z+5+5 ))W

=~ (0.01516p + 0.00670) W. (29¢)

(29b)

Consequently the following approximate relations hold,
Fi m 2Fy m AF3 = 100(32/75)W = 0.0752W.

As mentioned above (see Egs. ) the 775;-1) part di-

vided by pZ is a product of the F;, term and the elastic &,
term. Therefore, to obtain the contribution of this part,
basically, both of these terms are necessary. As has been
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FIG. 7. The ratios: (a) m1/pZ, (b) mz2/pZ, (c) naa/pZ, (d) ne/pZ and its RET components (I, K, o + Q) for hard spheres
are shown as a function of density for the dense fluid and solid phase (including the fluid metastable and solid metastable
regions). The red solid circles are the MD results (total value) of this work (see Tables [[V] - in Appendix [A). The open
black circles are the MD data for the instantaneous part. All of the sets of MD data were extrapolated to the thermodynamic

limit, whose values are presented on the figures.

The magenta and green solid points are the I and K components of the

viscosities in RET, respectively. The open triangles are the sum of these instantaneous and kinetic parts (I + K) from RET.

The blue solid points are the (a+ Q) component obtained as 7;; —

175“0 The vertical thin dashed lines indicate from left the

freezing (pyr = 0.9392), melting (p., = 1.0376) and close packing (pep, = v/2) densities.

shown in Fig. [9p, the aF,, term is relatively small (the
largest value is within 0.02 at the melting), decreases lin-
early with density and becomes practically zero at high
densities.

The &, terms in n°

The elastic terms (£,) are functions of C2*, C* i.e.,
the DFT components of the elastic modulus tensor and
their estimation is not straightforward. A possible ap-
proach is to evaluate these elastic terms with the ap-
proximate DFT model based on an expansion around
reference liquid state [8, B0]. Such calculations were con-

ducted previously (not only for the HS system) mainly

in order to locate the freezing-melting transition. As is
known [30} 39] the DFT approach can provide only an
approximate description of the elastic coefficients even
if some higher order terms are included into the scheme
[40]. Also, as the crystal density increases, the calcu-
lated DFT elastic components become increasingly less
reliable and the calculated elastic constants deviate from
the known values of the elastic HS constants (see Ref.
[40). Also, it is physically reasonable to expect that be-
cause an expansion about the liquid is performed such
an approach can be applied at solid densities not too far
from melting.

The results obtained for the elastic terms using the
approximate DFT approach are shown in Fig. and
the details of the calculations are given in Appendix [C}
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FIG. 8. As for Fig. [7] except that the thermal conductivity,
A/pZ, data are presented.

The DFT calculations show that all elastic terms &, are
rather small in the density region considered. This gives
the magnitude of &,/a to be of order 20 or less. Com-
bining these results for elastic terms with the results ob-
tained above for the F, terms makes it possible to esti-
mate the third a part of the RET viscosity tensor, which
is shown in Fig. [I0] These results indicate, that all vis-
cosities (apart from the shear viscosity) may not be well

described by the RET or that the nng) part is relevant
for them.

To summarize the situation, at moderate crystal
densities which are not too far from the melting density,
the order of magnitude estimates of the elastic com-
ponents obtained from the DFT approximation can be
considered to be reliable.

The question is, therefore, do the above conclusions
remain valid for the more dense solid, in particular at
densities close to p.,? Note, because aF, goes to zero
in the p = pcp limit, the 772(?) part should also go to
zero if £,/a were to be bounded in this limit. Therefore,
some estimation of the behavior of &£,/a at densities
close to p.p is desirable. The approach which may be
helpful here, and not limited to the melting density
region, is that mentioned above based on Appendix B
in Ref. 8l This method requires calculations of so-called
H-functions which are integrals involving the pair
direct correlation functions (DCF) of the solid, ¢(rq, r2).
It should be appreciated that the DCF function is
multidimensional and directionally-dependent, which
is in practice a hardly accessible physical property. In
general the evaluation of the DCF and consequently also
the H-functions is a formidable task, and only recently
have some calculations of the DCF of a hard sphere
crystal been undertaken, which showed its appearance
in some special cases [31] 41]. In that work, [31] it was
demonstrated that the DCF of the crystal, like in the
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FIG. 9. In the top frame (a) the density dependence of the X,
X and oW functions are presented. The blue solid squares,
black solid points, green solid triangles are the values calcu-
lated directly from MD simulation (using the equation of state

Z, Eqgs. , and ) The black crosses and red pluses

are the values obtained only from the instantaneous parts of
MD data (using Egs. (I4h) and (14f)). The magenta line rep-
resents the fit, aW = 0.05949(p — pep)? — 0.23993(p — pep). In
the bottom frame (b) the aF, vs p are shown. The points are
the values calculated from the simulations (from Egs. (18))),
and the lines are obtained from the formulas in Eqgs. (29).
The vertical thin dashed lines indicate from the left to right,
the melting (p,, = 1.0376) and close packing (pep, = v/2) den-
sities.

fluid, is a short ranged function which goes quickly to
zero for distances of about the size of the particle. This
means that the contribution to the integrals defining the
H-functions is negligible from distances larger than o.
It can also be inferred that for small distances the DCF
function is almost linear or constant and to a large extent
isotropic (and weakly depends on direction). At larger
distances (but less than o) the function is anisotropic,
changes significantly with distance and presumably is
also strongly density-dependent. Probably, for such
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FIG. 10. The ratios nl(;o/pZ estimated from the DFT ap-
proach, which are given by the colored solid points, are pre-
sented. The solid magenta diamond at the close packed den-
sity is the result estimated from the H integral approach given
in Appendix [D] The solid thin lines are the fits to the data.
The vertical thin dashed lines indicate from left to right the
melting (p, = 1.0376) and close packing (pe, = v/2) densi-
ties.

distances no general behavior can be established.
Taking into account these established general features
of the DCF and making some plausible assumptions
about the relevant contributions to the integrals some
estimation of the H-functions is possible, at least in
the high density region. This procedure is followed in
Appendix where a simplified formula for the DCF
is considered. The main conclusion is that &,/a is a
bounded quantity or (like aF),) even goes to zero in the

p — pep limit. Consequently, the 775;‘) /pZ part of the
viscosities become negligible at high densities. This is
consistent with the trend in the DFT results seen in Fig.

!

RET assessment

(n  (K)

Finally, having 7;;, the evaluated n;;’, n;;’ and es-

timated nz(;‘) an assessment of the accuracy of RET is

now possible. This is shown in Fig. where the ratio
153 /niPT is given for shear, longitudinal and bulk viscosi-
ties, and A\/AFT is also shown. In the case of the cross
viscosity, due to the sign change (which would result in
division by zero), the inverse ratio n{t¥7 /9.5 is shown.
Several conclusions from Fig. can be discerned. First,
for practically the entire crystal region this ratio for A
and 744 is almost density independent, which contrasts
starkly with their behavior in the fluid, where a consider-
able density dependence is observed for ca. p > 0.7. For
densities p < 0.7 the transport coefficients in the fluid
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FIG. 11. The ratios, ni;/n5"" and A/A®FT for the solid
densities are presented. In the case of the cross viscosity the
inverse ratio divided by 3 is shown. The solid colored lines are
only meant to guide the eye. The vertical thin dashed lines
indicate from the left the melting (p,, = 1.0376) and close
packing (pep, = V/2) densities.

(as shown also previously in Fig. are described well
by the Enskog expressions given in Eqs. (25) with an
accuracy better than 5%. In the solid the situation is
different. The thermal conductivity and shear viscosity
are represented well by the RET expressions covering the
entire phase from melting to close packing density and in
the case of the remaining three viscosities, 711, 712 and
1B, we observe significant deviations from the RET pre-
dictions. A common feature of these viscosities is the
smallness of the K part (which is zero in the case np, see
Fig. ) Combining this observation with the negligi-
bility of the « part at high densities, a simple relation is
obtained for these three viscosities i.e., n = n! 4+ n% for
the dense HS crystal. We also note that in the case of
the bulk viscosity the relation n% = —n' is well obeyed
not only for p — p.p but for most of the solid phase.

V. SUMMARY AND CONCLUDING REMARKS

In this work a comprehensive study of the viscosity
tensor components and thermal conductivity of the HS
system in both fluid and solid phases has been performed.
The transport properties and their component parts were
determined by MD simulations to an extent and accuracy
not reported previously in the literature. The results
for the crystal are largely new and display, unlike in the
fluid, a surprisingly simple behavior e.g., all transport co-
efficients considered can be represented well by a simple
function of density multiplied by the factor pZ, as given
in Eq. .

The instantaneous part of the transport coefficients
have been evaluated directly by molecular dynamics sim-
ulations and compared with the kinetic theory (Enskog



and RET) predictions demonstrating their total mutual
agreement, implying that short time dynamics in RET is
exact [ [§].

The (total) cross viscosity exhibits a different behav-
ior to the other viscosities, in being negative in the entire
solid phase and changes sign on increasing the density in
the fluid phase (from negative to positive). Its negative
value in the fluid results from the dominant role of the
negative kk part in the dilute region. In the solid the be-
havior of the transport coefficients is determined almost
completely by their cc part and the negative value results
from a competition between the positive instantaneous I
part, which is the contribution from the first collision
in the Einstein-Kubo-Helfand formula, and a negative @
part, which represents all contributions not included in
the RET formulation.

In contrast to the other transport coefficients, values
of the bulk viscosity in the solid are quite small and de-
crease rapidly on increasing density, and go to zero in the
close packing limit. Thus, an almost perfect cancellation
between 711 and 275 exists in the HS crystal.

The observed perfect representation of the shear
viscosity by the Enskog formula at moderate fluid
densities (close to p ~ 0.5) is rather accidental, caused
by the density dependence of the kk, kc, cc parts.

The results obtained for the transport coefficients of
the HS system allowed us to review the performance of
the RET description of the solid phase. To do such an
analysis all parts of the RET expressions for the TC were
determined i.e. I, K for A and I, K, « for the viscosi-
ties. The « (the most complex) part has been estimated
to an extent which enables this examination to be car-
ried out effectively. Its dissipation term was calculated
accurately and the elastic term was estimated with an
approximate DFT approach, and from the H-functions
method applied to the high density limit. In the case of
the thermal conductivity the agreement between ‘exact’
MD and predicted RET results is excellent, better than
2% over the entire crystal phase. The prediction is better
than for the fluid, which is itself known to be very good.
Similarly the agreement is quite good in the case of the
shear viscosity (i.e., n44). In these cases the dynamic
effects not included in the kinetic theory are negligible

or mutually cancel out, making their contributions (@),

nif) very small.

In the case of the other viscosities the agreement is not
so good, predictions of the RET differ considerably from
the simulation results. For 711, 12 and np the corre-
sponding @ parts are substantial.

A summary of the performance of the kinetic theory
predictions is shown in Fig. The noteworthy fea-
ture of this figure is the almost constant (or density in-
dependent) behavior of the presented ratios for A and
744 in the solid phase. Also, in the case of the bulk vis-
cosity an unexpected and very simple description of the
complex dynamic contribution not included in RET), i.e.,
n(@ = —p() is found for almost the entire solid phase.
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The performed studies of the « part indicate that more
results for its elastic term are required and that this may
be achieved with the H-function approach along with the
recently proposed DCF calculations.

The RET kinetic theory method like the original En-
skog formulation is based on a solution of the classical
dynamics of individual particles, albeit with assump-
tions about correlations (or lack thereof) between suc-
cessive collisions. A relatively unambiguous comparison
can then be made with explicit particle-based MD sim-
ulations. Nevertheless, it is worth exploring other al-
ternative approaches which could potentially be used to
model the behavior of the system properties covered in
this work. For example, a stochastic mean-field differ-
ential equation time stepping meth-od has recently been
developed which is not based on kinetic theory, [42], and
has been applied to hard sphere liquids in infinite di-
mension. This method shows promise for highly viscous
systems, and it would be interesting to discover if it could
be extended to apply to solids in which the particles have
anisotropic spatial correlations.

The additional characterization and understanding
obtained in this work on hard sphere fluid and solid
transport coefficients can be useful in general for the
development of microscopic theories of transport prop-
erties in condensed matter. In particular, the present
results may contribute to a further development of the
RET approach for the current mono component hard
sphere system and for other dense systems e.g., binary
HS mixtures for which I, K parts may be sufficient to
determine the thermal conductivity. It would be inter-
esting to investigate if some aspects of the residual or
Q@-part could be included in a revised RET formulation,
as this term has been shown to contribute significantly
to the viscosity components (for example, including the
effects due to correlations between successive particle
collisions at a mean field level). Also this work provides
a considerable body of new hard sphere data for this key
reference system. The work fills a gap in the numerical
determination and understanding of the transport
properties of one of the most investigated model systems
in condensed matter physics.
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Appendix A: MD data and size dependence

The MD data indicate that the system size dependence
of the all viscosities considered (including their kk, kc,
cc and I parts) can be represented well by the follow-

ing expression 77( *) = 77” ) 4+ A;j/N, where A;; is a
positive constant at a given density. In the case of the
thermal conductivity the N-dependence is different [27].
A detailed study indicates that A\(®) = \X(N) + B/N?/3,
while its instantaneous part is represented by A(°) =
AN) 1 B*/N. Here B and B* also are positive density de-

pendent constants. In this work the identities, n;; = 77(00)

and A = A\(®) are employed.

The N-dependence for two selected transport coeffi-
cients (711 and A) is shown in Fig. for the instanta-
neous part and in Fig. for the total value of them.
Data for a fluid (at p = 0.4) and a solid (at p = 1.1)
state points are presented. Other viscosities considered
in this work show a similar N-dependence to that of the
longitudinal viscosity.

The total values of the TC and their kk, kc, cc and
I part in the thermodynamic limit are collected in the
Tables [LV]- and Supplemental Material [43] for the
fluid and solid phases.

Appendix B: F’ function in the limit of the close
packing

In this appendix the close packing limiting value of the
F’ function is considered. Note that its definition in Eq.
can be written as follows:

/d0'5

/ A5 (& (B1)

where
o3

®(6) = LV drio(ry)o(r1 —o06)Ga(ry,r1—006), (B2)

and in terms of ®(5),

2 o
Z= 3 /dU(I)(o). (B3)

In the close packing limit the contribution to the integral
over do comes basically from the 12 directions on which
nearest neighbors (nn) HS particles are placed in the fcc
lattice. For the four nn in the yz plane, 0, = 0 and for the
remaining eight nn, o, = v/2/2. This means that in this
limit the first term in Eq. is 8-5-(v/2/2)*/12 =5/6
of the second term, which gives

F = (2 _ 1> /d&(I)(&) _ _% (B4)

or X(pep) =F'/Z =-0.25.
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Appendix C: Estimation of the elastic terms at
moderate crystal densities from the DFT method

In the calculations of the elastic terms the DFT
method described in Refs. [30] [40, and [44] is used. The
following formulas are exploited for these calculations,

Aea n+1 a’ C |G|
1 = 7_7LZ€GL|G| (Cl)
{G}
Crp = pr Y &P (GNGE, (Cib)
{G}
(2)
o 7]+1 a2 (|G
o = - oy et U oo
{G}
iy = ——pLzséc‘i) (IGheics,  (c1d)
{G}
- ¢ (|G))
it = -y L|G'| e ez (o
{G}

oo +1 at
O = L — Ton Y e (IGIGIGE, (C1f)
{G}

where py, is the density of the reference liquid, a describes
the dimensionless width of the one-particle density dis-
tribution, a is the real space lattice-constant parameter
(from which the solid density, ps, can be obtained) and
1= (ps—pr)/pr- In the above equations G is the set of

reciprocal lattice vectors, cL (\G\) is the liquid pair di-

rect correlation function (DCF) and cL(2)(|G|), cL(2)(|G|)
are their first and second derivatives, respectively. The
DCF and their derivatives were calculated analytically
from the Percus-Yevick approximation.

In the Egs. the quantity,

o=+ e (~qlGRd%a) . (c2)

is included, which is a Fourier transform of the one-
particle density distribution (represented by the Gaus-
sian distribution).

In the presented DFT method the isothermal elastic
moduli are computed by minimizing the grand thermo-
dynamic potential of the unstrained solid [40} [44], with
respect to the density of the reference liquid pr,, the equi-
librium width « and the lattice-constant parameter a. As
demonstrated in Ref. 40 it is necessary in these calcu-
lations to take a very large number of reciprocal wave
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TABLE IV. Longitudinal viscosity, 111, and its components from MD computations as a function of density for fluid and solid
phase (in units of o~ 2(mkgT)/?)

p M1 0t it 75§ iy
0.050 0.249(1) 0.2250(7) 0.0200(1) 0.00419(1) 0.003788(1)
0.100 0.271(1) 0.2128(9) 0.0398(2) 0.01791(4) 0.016231(1)
0.150 0.305(1) 0.2020(9) 0.0597(5) 0.0434(2) 0.039195(1)
0.200 0.354(1) 0.1910(9) 0.0796(6) 0.0833(3) 0.074961(3)
0.250 0.420(2) 0.1802(9) 0.0990(9) 0.1411(9) 0.126308(8)
0.300 0.507(2) 0.1696(9) 0.118(1) 0.220(1) 0.196659(4)
0.350 0.623(3) 0.1588(9) 0.138(1) 0.326(2) 0.290175(6)
0.400 0.769(3) 0.1475(9) 0.157(2) 0.465(2) 0.41208(2)
0.450 0.958(4) 0.1367(7) 0.176(2) 0.646(3) 0.56872(1)
0.500 1.191(6) 0.1260(9) 0.192(2) 0.873(4) 0.76823(3)
0.550 1.488(7) 0.1152(6) 0.208(2) 1.165(6) 1.02060(5)
0.600 1.869(9) 0.1052(6) 0.224(2) 1.540(8) 1.33851(1)
0.650 2.35(1) 0.0949(6) 0.236(3) 2.02(1) 1.73807(3)
0.700 3.00(1) 0.0851(5) 0.243(3) 2.67(1) 2.24021(1)
0.750 3.86(2) 0.0763(4) 0.247(4) 3.54(2) 2.8712(2)
0.800 5.13(3) 0.0676(4) 0.244(4) 4.82(2) 3.6671(1)
0.850 7.17(4) 0.0595(3) 0.239(4) 6.87(4) 4.6717(1)
0.860 7.72(3) 0.0579(3) 0.234(3) 7.43(2) 4.9035(1)
0.870 8.37(4) 0.0562(3) 0.234(3) 8.08(4) 5.1461(1)
0.880 9.09(4) 0.0548(3) 0.229(5) 8.80(4) 5.4008(2)
0.890 9.97(4) 0.0535(2) 0.227(4) 9.69(4) 5.6677(1)
0.900 10.98(6) 0.0519(3) 0.223(5) 10.71(5) 5.9487(1)
0.910 12.15(6) 0.0506(3) 0.221(3) 11.88(6) 6.2434(1)
0.920 13.50(4) 0.0493(3) 0.216(4) 13.23(4) 6.5531(1)
0.930 15.19(7) 0.0480(4) 0.209(5) 14.93(7) 6.8796(3)
0.940 17.2(1) 0.0466(2) 0.208(6) 17.00(9) 7.2221(4)
0.950 19.6(1) 0.0456(3) 0.201(6) 19.34(9) 7.5841(4)
0.960 22.5(1) 0.0442(2) 0.196(4) 22.3(1) 7.9643(4)
0.970 26.0(1) 0.0431(3) 0.190(6) 25.8(1) 8.3659(1)
0.980 30.8(2) 0.0419(3) 0.186(5) 30.5(2) 8.790(1)
0.990 36.2(3) 0.0406(2) 0.181(7) 36.0(3) 9.239(1)
1.000 43.4(3) 0.0397(3) 0.179(6) 43.2(3) 9.714(1)
1.010 52.2(3) 0.0386(2) 0.170(9) 52.0(3) 10.215(1)

- solid below -
1.000 4.0(2) 0.0485(3) 0.112(3) 3.8(2) 5.36960(7)
1.025 3.27(1) 0.0464(3) 0.136(2) 3.09(1) 5.81004(7)
1.050 3.31(2) 0.0441(2) 0.158(3) 3.11(1) 6.33799(1)
1.075 3.48(2) 0.0416(2) 0.179(2) 3.26(2) 6.96382(3)
1.100 3.71(2) 0.0392(2) 0.198(4) 3.48(2) 7.70516(1)
1.125 4.03(3) 0.0364(2) 0.217(3) 3.77(3) 8.58848(2)
1.150 4.42(1) 0.0338(2) 0.236(3) 4.15(1) 9.6515(1)
1.175 4.93(3) 0.0309(2) 0.251(2) 4.65(3) 10.9484(1)
1.200 5.56(3) 0.0280(1) 0.269(3) 5.26(3) 12.5601(1)
1.225 6.38(4) 0.0250(1) 0.286(3) 6.07(4) 14.6099(1)
1.250 7.44(4) 0.0219(1) 0.304(3) 7.11(4) 17.2968(2)
1.275 8.90(5) 0.0187(1) 0.320(4) 8.56(5) 20.9630(2)
1.300 10.99(5) 0.01550(8) 0.335(4) 10.64(5) 26.2509(1)
1.325 14.3(1) 0.01222(7) 0.354(4) 13.9(1) 34.5223(2)
1.350 20.2(1) 0.00886(5) 0.369(3) 19.8(1) 49.2618(5)
1.375 33.5(2) 0.00546(3) 0.385(3) 33.1(2) 82.8379(1)
1.400 93.8(3) 0.00200(1) 0.403(3) 93.4(3) 234.642(1)
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TABLE V. Cross viscosity, 12, and its components from the MD simulation as a function of density for the fluid and the solid

phase (in units of 0~ 2(mkpT)"/?)

P M2 nts nrs ngs niy
0.050 -0.1215(4) -0.1125(3) -0.0100(1) 0.0010(1) 0.001263(1)
0.100 -0.1219(5) -0.1064(5) -0.0199(1) 0.0044(1) 0.005410(1)
0.150 -0.1199(7) -0.1009(5) -0.0298(3) 0.0109(1) 0.013065(1)
0.200 -0.1139(7) -0.0955(4) -0.0398(3) 0.0213(3) 0.024986(1)
0.250 -0.103(1) -0.0901(4) -0.0495(4) 0.0370(7) 0.042104(1)
0.300 -0.086(1) -0.0848(4) -0.0589(5) 0.0580(9) 0.065556(1)
0.350 -0.061(2) -0.0794(4) -0.0689(6) 0.087(2) 0.096728(1)
0.400 -0.028(3) 0.0737(5) -0.0785(8) 0.124(2) 0.13735(1)
0.450 0.016(4) -0.0683(3) -0.0880(9) 0.173(3) 0.18957(1)
0.500 0.073(5) -0.0629(5) -0.096(1) 0.232(4) 0.25608(1)
0.550 0.144(5) -0.0576(3) -0.104(1) 0.305(5) 0.34022(1)
0.600 0.227(7) -0.0526(3) -0.112(1) 0.392(7) 0.44619(1)
0.650 0.33(1) -0.0474(3) -0.118(1) 0.49(1) 0.57936(2)
0.700 0.45(1) -0.0426(3) -0.122(1) 0.62(1) 0.74670(2)
0.750 0.61(2) -0.0382(2) -0.124(2) 0.78(2) 0.95706(9)
0.800 0.83(2) -0.0338(2) -0.122(2) 0.99(2) 1.22227(1)
0.850 1.20(3) -0.0298(2) -0.120(2) 1.35(3) 1.55705(6)
0.860 1.29(2) -0.0290(2) -0.117(1) 1.44(2) 1.63420(9)
0.870 1.44(3) -0.0281(1) -0.117(2) 1.58(3) 1.71494(5)
0.880 1.58(4) -0.0274(2) -0.114(2) 1.72(4) 1.79975(1)
0.890 1.80(3) -0.0267(1) -0.114(2) 1.94(3) 1.88848(2)
0.900 2.04(5) -0.0260(2) -0.112(3) 2.18(5) 1.98208(4)
0.910 2.36(5) -0.0253(2) -0.110(2) 2.50(5) 2.08002(1)
0.920 2.73(5) -0.0247(1) -0.108(2) 2.87(5) 2.18318(2)
0.930 3.24(6) -0.0240(2) -0.104(3) 3.37(6) 2.29170(7)
0.940 3.89(8) -0.0233(1) -0.104(3) 4.02(8) 2.4061(2)
0.950 4.70(8) -0.0228(2) -0.101(3) 4.83(8) 2.5267(1)
0.960 5.68(7) -0.0221(1) -0.098(2) 5.80(7) 2.6540(1)
0.970 7.0(1) -0.0215(1) -0.095(3) 7.1(1) 2.7881(1)
0.980 8.8(2) -0.0209(1) -0.093(3) 8.9(2) 2.9300(1)
0.990 10.9(2) -0.0203(1) -0.091(3) 11.0(2) 3.0800(5)
1.000 14.0(2) -0.0198(1) -0.089(3) 14.1(2) 3.2378(1)
1.010 18.0(2) -0.0193(1) -0.087(5) 18.1(2) 3.4050(5)

- solid below -
1.000 0.1(2) -0.0242(1) -0.056(1) 0.1(2) 2.53350(2)
1.025 -1.040(9) -0.0232(1) -0.068(1) -0.949(8) 2.77338(3)
1.050 -1.283(8) -0.0220(1) -0.079(2) -1.182(7) 3.05281(1)
1.075 -1.486(9) -0.0208(1) -0.089(1) -1.376(9) 3.37861(1)
1.100 “1.67(1) -0.0196(1) -0.099(2) -1.56(1) 3.76047(1)
1.125 -1.88(2) -0.0182(1) -0.108(2) -1.75(2) 4.21214(2)
1.150 -2.11(1) -0.0169(1) -0.118(1) -1.97(1) 4.75279(6)
1.175 -2.38(2) -0.0155(1) -0.125(1) -2.24(1) 5.40974(3)
1.200 -2.72(1) -0.01401(6) -0.135(2) -2.57(1) 6.22354(1)
1.225 -3.14(2) -0.01249(7) -0.143(2) -2.99(2) 7.25596(5)
1.250 -3.68(2) -0.01096(6) -0.152(2) -3.52(2) 8.60658(7)
1.275 -4.42(3) -0.00937(5) -0.160(2) 4.25(2) 10.44660(8)
1.300 -5.47(3) -0.00775(4) -0.168(2) -5.30(3) 13.09722(1)
1.325 -7.13(5) -0.00611(4) -0.177(2) -6.95(5) 17.2394(1)
1.350 ~10.06(5) -0.00443(2) -0.185(2) -9.87(5) 24.6154(2)
1.375 -16.75(8) -0.00273(1) -0.192(1) -16.55(8) 41.4096(1)
1.400 -46.9(1) -0.000997(4 -0.202(2) -46.7(1) 117.3176(7)
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TABLE VI. Shear viscosity, 144, and its components obtained by MD as a function of density for the fluid and the solid phase
(in units of ¢~ 2(mkpT)/?)

p Nas UL 1§ nis Ny
0.050 0.1854(3) 0.1688(3) 0.0150(1) 0.00159(1) 0.001263(1)
0.100 0.1965(5) 0.1598(5) 0.0299(1) 0.00676(2) 0.005410(1)
0.150 0.2121(6) 0.1511(5) 0.0447(3) 0.01624(5) 0.013065(1)
0.200 0.234(1) 0.1430(6) 0.0596(5) 0.0310(1) 0.024986(1)
0.250 0.261(1) 0.1352(6) 0.0741(4) 0.0521(2) 0.042104(1)
0.300 0.297(1) 0.1271(5) 0.0889(7) 0.0811(4) 0.065556(1)
0.350 0.341(2) 0.1189(6) 0.1030(9) 0.1194(5) 0.096728(1)
0.400 0.398(2) 0.1106(4) 0.1170(9) 0.1701(9) 0.13735(1)
0.450 0.469(3) 0.1027(5) 0.131(1) 0.235(1) 0.18957(1)
0.500 0.559(3) 0.0941(4) 0.144(1) 0.321(2) 0.25608(1)
0.550 0.673(3) 0.0864(4) 0.157(1) 0.430(2) 0.34022(1)
0.600 0.818(4) 0.0785(4) 0.167(2) 0.572(3) 0.44619(1)
0.650 1.011(5) 0.0711(4) 0.176(2) 0.764(4) 0.57936(2)
0.700 1.274(7) 0.0640(3) 0.184(2) 1.026(5) 0.74670(2)
0.750 1.628(6) 0.0571(2) 0.186(2) 1.386(6) 0.95706(9)
0.800 2.15(1) 0.0508(3) 0.185(2) 1.92(1) 1.22227(1)
0.850 2.99(2) 0.0448(2) 0.178(2) 2.77(1) 1.55705(6)
0.860 3.23(1) 0.0431(2) 0.177(2) 3.00(1) 1.63420(9)
0.870 3.47(2) 0.0420(2) 0.174(2) 3.26(1) 1.71494(5)
0.880 3.76(2) 0.0410(2) 0.173(3) 3.55(2) 1.79975(1)
0.890 4.10(2) 0.0399(2) 0.171(2) 3.89(2) 1.88848(2)
0.900 4.44(2) 0.0389(2) 0.166(3) 4.24(2) 1.98208(4)
0.910 4.89(2) 0.0379(2) 0.164(2) 4.69(2) 2.08002(1)
0.920 5.37(3) 0.0369(2) 0.160(4) 5.18(3) 2.18318(2)
0.930 5.96(2) 0.0359(2) 0.159(3) 5.77(2) 2.29170(7)
0.940 6.64(4) 0.0350(2) 0.153(4) 6.45(4) 2.4061(2)
0.950 7.44(3) 0.0340(2) 0.151(4) 7.26(3) 2.5267(1)
0.960 8.42(4) 0.0331(2) 0.147(4) 8.24(4) 2.6540(1)
0.970 9.54(5) 0.0321(2) 0.144(3) 9.36(4) 2.7881(1)
0.980 10.91(5) 0.0313(1) 0.141(5) 10.74(5) 2.9300(1)
0.990 12.60(7) 0.0304(1) 0.136(5) 12.44(7) 3.0800(5)
1.000 14.62(8) 0.0297(2) 0.135(5) 14.45(8) 3.2378(5)
1.010 17.08(9) 0.0288(2) 0.133(6) 16.91(9) 3.4050(5)

- solid below -
1.000 3.83(2) 0.0501(2) 0.555(3) 3.23(1) 2.53350(2)
1.025 4.16(2) 0.0485(2) 0.583(2) 3.53(1) 2.77338(3)
1.050 4.55(2) 0.0465(2) 0.609(3) 3.89(2) 3.05281(1)
1.075 5.00(2) 0.0442(2) 0.631(3) 4.32(2) 3.37861(1)
1.100 5.54(2) 0.0418(2) 0.658(4) 4.84(2) 3.76047(1)
1.125 6.15(4) 0.0391(2) 0.679(4) 5.44(4) 4.21214(2)
1.150 6.90(4) 0.0363(1) 0.703(3) 6.16(4) 4.75279(6)
1.175 7.82(6) 0.0333(2) 0.726(6) 7.06(6) 5.40974(3)
1.200 8.93(4) 0.0303(2) 0.747(4) 8.15(3) 6.22354(1)
1.225 10.37(3) 0.0271(1) 0.772(3) 9.57(3) 7.25596(5)
1.250 12.20(5) 0.0238(1) 0.793(4) 11.39(5) 8.60658(7)
1.275 14.71(6) 0.0204(1) 0.814(5) 13.87(6) 10.44660(8)
1.300 18.31(7) 0.01697(7) 0.837(3) 17.46(7) 13.09722(1)
1.325 24.0(1) 0.01341(6) 0.859(6) 23.1(1) 17.2394(1)
1.350 34.0(1) 0.00973(3) 0.880(3) 33.1(1) 24.6154(2)
1.375 56.8(2) 0.00601(2) 0.902(3) 55.9(2) 41.4096(1)
1.400 160.2(7) 0.00220(1) 0.926(4) 159.2(7) 117.3176(7)
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FIG. 12. The N-dependence of the instantaneous (I) part of 11 and A for fluid p = 0.4 (left figures) and solid p = 1.1 (right
figures) densities. The solid red points are the MD values for N = 864, 1372, 2048, 4000, 8788, 16384, 37044 and 131072. The
solid black lines are the linear fits to the data. The solid blue diamond represents the value of each transport coefficient in the

thermodynamic limit.
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FIG. 13. Same as in Fig. [I2] except that in this instance the total value of transport coefficients are presented.

vectors G in the summations and the three-body direct

correlation function.
The resultant elastic terms, &,

Cue
51 = Cit(?
44
Cif +2C1
52 = O 20(104’
11 t207
e, _ Cir-cCig

oo aa?
C’11 - 012

are presented in Figure

(C3a)

(C3b)

(C3c)

Appendix D: Estimation of the elastic terms at high

&p

densities from the H integrals

The DFT elastic coefficients necessary to determine the
are as follows in terms of the H-functions (for more

details see Appendix B in Ref. §]),

2
wor pa (2 (3)
Ciju = T {5inlcl) + Hijkl} ’ (D1)
o _ PO L) D
Uk 16k T [ igkl ijkl] ’ (b2)
where,
1 829(1'2)
H? — 7/d d a2 (D3
b G Ty cm(r17r2)9(r1)8r2i87a2j’ (D3)
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TABLE VII. Bulk viscosity, ng, and its I part obtained by

P

LXK 2 2 4

I
MD as a function of density for the fluid and the solid phase *
(in units of ¢~ 2(mkpT)/?) -0.02 1 } o ©®
. | o ®
(I \ Y J A

P = iz 0041 o® aA
0.050 0.00208(1) 0.002105(1) ; A
0.100 0.00890(4) 0009017(1) & 6| | N
0.150 0.0217(1) 0.021775(1) ‘ A
0.200 0.0420(2) 0.041645(2) 008, | e &
0.250 0.0717(7) 0.070172(2) A AL
0.300 0.1119(9) 0.109257(1) 011 A o E
0.350 0.167(2) 0.161210(3) | 3
0.400 0.238(2) 0.22893(1) 0121 ‘ ‘ ‘
0.450 0.330(3) 0.31596(1) 1.05 1.1 1.15 1.2 1.25
0.500 0.446(4) 0.42680(1) P
0.550 0.592(5) 0.56701(2)
0.600 0.774(7) 0.74363(1) FIG. 14. The density dependence of the elastic terms &; cal-
0.650 1.00(1) 0.96559(2) culated from the DFT approach using Eq. are presented
0.700 1.30(1) 1.24453(1) for densities up to p ~ 1.15. The vertical thin dashed line in-
0.750 1.70(2) 1.59510(9) dicates the melting (pm,» = 1.0376) density.
0.800 2.26(2) 2.03722(1)
0.850 3.19(3) 2.59528(1)
0.860 3.43(2) 2.72395(9) H® - L / dr1drac(r1, r2) (r1a;
0.870 3.75(3) 2.85867(7) ’ 2pV
0.880 4.08(3) 3.00008(5) 8Q(r1) 8Q(r1) 9?0(r2) D4
0.890 4.52(3) 3.14822(2) oy, 12y = ) OrornOra;’ (D4)
0.900 5.02(5) 3.30430(9)
0.910 5.62(5) 3.46782(5) ,
0.920 6.32(4) 3.63982(4) 5) —1 9%0(r1)
0.930 7.22(5) 3.8210(1) Hij = o / arharlj [Q(rl)] k0 {D5)
0.940 8.34(8) 4.0114(2)
0.950 9.66(8) 4.2123(1)
0.960 11.29(7) 4.4240(1) HY), = 1 / dr1drsc(ry, Ts)
0.970 13.3(1) 4.6475(1) pV
0.980 16.1(2) 4.8836(5) 9?0(r1) 9%o(rs) D6
0.990 19.3(2) 5.1333(6) Br1;0r1; Orandra (D6)
1.000 23.8(2) 5.3964(5)
1.010 29.4(2) 5.6751(6) With the Gaussian approximation for the one-particle

- solid below - density distribution o(r) = 7320732473 exp(—(R —
1.000 1.2(2) 3.47887(4) r)?/a’a) the functions Hz(j‘r),zl can be calculated exactly
1.025 0.397(3) 3.78560(5) but other H-functions require the DCF of a hard sphere
1.050 0.249(2) 4.14787(2) crystal.
1.075 0.170(2) 4.57367(2) At high densities each particle is strongly localized near
1.100 0.121(1) 5.07536(1) its average lattice site position, R, which means, taking
1.125 0.090(1) 5.67092(2) into account the short-ranged nature of the DCF, that
1.150 0.0689(7) 6.38569(8) the product p(r1)o(ra2)c(ry, ra) is practically nonzero only
1.175 0.0535(8) 7.25597(4) for small deviations from one site (dry,orz) and for small
1.200 0.0417(7) 8.33573(3) distances from near-neighbor two-sites (éri, Ria + dra).
1.225 0.0327(3) 9.70727(7) These two situations represent, to a large extent, the
1.250 0.0250(4) 11.50333(7) main contributions to each H-function at high densities
1.275 0.0194(4) 13.95210(9) apd thus can be formulated by the following approxima-
1.300 0.0150(6) 17.48176(4)  tlom,
V250 00082 w0 = COn N + Gl R BN
12(7)2 gggi?ﬁi?) ?26241192)2(71(2)) where N, N, are the number of particles and number of

nearest neighbors (12 in an fec crystal).
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TABLE VIIL. The thermal conductivity, A, and its components (in units of kgo~2(kgT/m)'/?) of the HS fluid and solid
obtained by extrapolating the MD data to the thermodynamic limit. The three points at very low density for the cc part of
the thermal conductivity have been corrected compared to the same values in Table 1 in Ref. 27.

P \ \kk \ke zee A
0.050 0.730(1) 0.639(1) 0.0849(2) 0.00602(1) 0.003157(1)
0.100 0.798(2) 0.602(2) 0.1694(6) 0.02582(8) 0.013526(1)
0.150 0.882(2) 0.567(2) 0.2531(8) 0.0623(2) 0.032665(2)
0.200 0.994(5) 0.535(2) 0.339(2) 0.1197(6) 0.062463(7)
0.250 1.128(4) 0.502(2) 0.424(2) 0.2020(8) 0.105261(8)
0.300 1.298(5) 0.470(2) 0.512(2) 0.316(1) 0.163886(5)
0.350 1.493(5) 0.434(1) 0.594(2) 0.466(2) 0.241815(8)
0.400 1.748(7) 0.402(2) 0.682(3) 0.664(3) 0.34346(3)
0.450 2.061(9) 0.371(2) 0.770(5) 0.920(4) 0.47403(1)
0.500 2.44(1) 0.340(2) 0.858(6) 1.246(7) 0.64015(3)
0.550 2.91(1) 0.308(2) 0.942(6) 1.660(8) 0.8506(1)
0.600 3.50(2) 0.280(1) 1.032(6) 2.19(1) 1.1154(1)
0.650 4.23(3) 0.253(2) 1.122(8) 2.85(2) 1.4483(2)
0.700 5.12(2) 0.226(1) 1.206(7) 3.69(2) 1.8667(2)
0.750 6.23(3) 0.200(1) 1.290(9) 4.74(2) 2.3928(1)
0.800 7.64(4) 0.1776(9) 1.380(9) 6.08(3) 3.0557(2)
0.850 9.39(4) 0.1551(7) 1.472(8) 7.77(4) 3.8925(1)
0.860 9.79(5) 0.1505(6) 1.490(8) 8.15(4) 4.0857(1)
0.870 10.22(4) 0.1466(7) 1.509(6) 8.56(4) 4.2879(1)
0.880 10.64(5) 0.1426(7) 1.526(9) 8.97(4) 4.5000(1)
0.890 11.14(6) 0.1390(7) 1.548(9) 9.45(5) 4.7220(1)
0.900 11.58(5) 0.1349(6) 1.562(9) 9.89(4) 4.9563(1)
0.910 12.08(6) 0.1318(6) 1.58(1) 10.36(5) 5.2012(5)
0.920 12.59(7) 0.1274(8) 1.60(1) 10.87(6) 5.4598(2)
0.930 13.19(6) 0.1240(7) 1.62(1) 11.44(5) 5.7313(1)
0.940 13.78(8) 0.1205(7) 1.64(1) 12.02(7) 6.0174(6)
0.950 14.29(7) 0.1167(7) 1.65(1) 12.52(6) 6.3184(2)
0.960 14.96(7) 0.1133(5) 1.67(1) 13.17(6) 6.6370(9)
0.970 15.6(1) 0.1094(7) 1.69(1) 13.84(9) 6.9733(1)
0.980 16.3(1) 0.1068(7) 1.72(2) 14.5(1) 7.3248(9)
0.990 17.0(1) 0.1030(9) 1.72(1) 15.1(1) 7.6980(8)
1.000 17.7(1) 0.0992(8) 1.73(2) 15.8(1) 8.0946(9)
1.010 18.6(1) 0.0962(5) 1.76(1) 16.7(1) 8.5126(8)

- solid below -
1.000 12.23(4) 0.1412(6) 1.931(7) 10.16(3) 5.2182(1)
1.025 13.14(5) 0.1349(6) 1.983(9) 11.03(4) 5.6787(1)
1.050 14.28(8) 0.1291(6) 2.05(1) 12.10(7) 6.2216(1)
1.075 15.55(5) 0.1218(4) 2.10(1) 13.33(5) 6.8607(1)
1.100 17.11(8) 0.1148(5) 2.16(1) 14.83(7) 7.6129(2)
1.125 19.0(1) 0.1071(7) 2.22(2) 16.7(1) 8.5064(5)
1.150 21.1(1) 0.0987(3) 2.27(1) 18.7(1) 9.5784(2)
1.175 23.7(2) 0.0908(5) 2.33(2) 21.3(1) 10.8841(6)
1.200 27.0(2) 0.0823(4) 2.38(1) 24.5(1) 12.5040(3)
1.225 31.1(1) 0.0735(2) 2.44(1) 28.6(1) 14.5615(2)
1.250 36.3(2) 0.0643(4) 2.49(1) 33.8(2) 17.2541(2)
1.275 43.8(2) 0.0551(3) 2.55(1) 41.2(1) 20.9280(5)
1.300 54.2(3) 0.0456(2) 2.61(1) 51.6(3) 26.2205(7)
1.325 70.5(4) 0.0359(2) 2.66(1) 67.8(4) 34.5016(1)
1.350 99.8(5) 0.0262(1) 2.72(1) 97.0(5) 49.246(2)
1.375 166.1(7) 0.01606(9) 2.77(1) 163.3(7) 82.833(4)
1.400 466(2) 0.00589(2) 2.83(1) 464(2) 234.64(2)




From the work in Ref. 31] it follows that for small de-
viations from any site the DCF is almost constant and to
a good approximation, isotropic. This observation may
be cast into an approximation formula for the one-site
contribution,

Cl ((51‘1, 51‘2) = Cl (O, 0) + w1y |(5I‘1| + ’U}2|($I'1||(SI‘2‘7 (D8)
where wi, ws represents the first and second derivatives
of the DCF at the site position. For high densities the
departures from the site position are very small and for
small departures or distances the DCF is almost con-
stant. The DCF is a function which hardly changes with
distance [31], which means that the slopes w; and ws can
be expected to be small or moderate numbers which we
assume are (considerably) less than 1/c.

For the two-site contribution a second order Taylor ex-
pansion is used,

02(51‘1, R12 + 51‘2) = O R12

-y nlix
+ Z Z KD5X:0X;,

i=1 j=1

(D9)

where 0X7, 0Xo, ... 06X stands here for the Carte-
sian increment dxz1, 0y1, 021, 0xa, Oya, 020. KM, K3
denote the corresponding first and second order deriva-
tives and are considered here to be unknown constants
of magnitude less than 1/« (like wq, we). For exam-
ple, the K-derivatives are Kfl) = Jc(r1,re)/00x; and
Kg) = O0c(ry,r2)/00210021 .

For the model in Egs. - and the Gaussian
approximation for the one-particle distribution, p(r7),
the H-functions can be calculated, and the results for
the required function are as follows,

Swz (2

2
Y = 5 T 16K, (D10)
H? = 8;“2 + 16K, (D11)
T

23

32’[1)2

3
H1(1)11 - 977

+16(K<2) + K2 K<2>)(D12)

3211)2

3
H£1)22 = = o

— 16K, (D13)

3 2 2 2 2
H1(2)12 =4 (K1(4) + Kzil) + Kés) + Ks(z)) , (D14)

8

5 5 5
H§1)11 = ata?’ H£1)22 =0, H£2)12 ata? ,(D15)
6 16ws 6 16w, 6
H1(1)11 = 2a’ 1(1)22 Iraca’ H1(2)12 = (D16)

From the above H-functions the elastic components in

Egs. (D1)) and (D2) are calculated and the &, functions
from the expressions in Egs. (C3|) are obtained,

& = 4a2a? (K(2)+K(2) ‘2)+K§§>) (D17a)

2 2
67"(K§4) + Kz&1))
2020wy — 3

& = da2a? 2"

4020’
- = (6 (K<2)+Kf))—w2), (D17b)

& = 8d%a? (Kﬁ) + K(Q)) , (D17c¢)

where the second equality in Eq. (D17p) is from the
assumed relation wy < 1/a. Thus, in the dense HS solid
the elastic components £,/a are estimated to be ~ « or
at least a bounded quantity.
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