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Values of the fifth virial coefficient, compressibility factors, and fluid-fluid coexistence curves of
binary asymmetric nonadditive mixtures of hard disks are reported. The former correspond to a wide
range of size ratios and positive nonadditivities and have been obtained through a standard Monte
Carlo method for the computation of the corresponding cluster integrals. The compressibility factors
as functions of density, derived from canonical Monte Carlo simulations, have been obtained for two
values of the size ratio (¢ = 0.4 and g = 0.5), a value of the nonadditivity parameter (A = 0.3), and five
values of the mole fraction of the species with the biggest diameter (x; = 0.1, 0.3, 0.5, 0.7, and 0.9).
Some points of the coexistence line relative to the fluid-fluid phase transition for the same values of
the size ratios and nonadditivity parameter have been obtained from Gibbs ensemble Monte Carlo
simulations. A comparison is made between the numerical results and those that follow from some

theoretical equations of state. Published by AIP Publishing. https://doi.org/10.1063/1.4990614

. INTRODUCTION

Binary mixtures of hard disks are systems comprising two
kinds of disks of diameters o and o, respectively, which
interact as follows. They have no interactions at separations
larger than a given distance and experience infinite repulsion
if their separation is less than that distance. For pairs of the
same species, this closest separation is o; = o; (i = 1, 2). If
the mixture is nonadditive, the closest distance of approach
of disks of different species is not the arithmetic mean of
o1 and o, but rather o = %(0'1 + 03)(1 + A), where the
dimensionless parameter A accounts for deviations of the inter-
species interactions from additivity and may be either positive
or negative. In the former case, which is the one this paper
is concerned with, homocoordination is favored and leads to
fluid-fluid phase separation in which one phase is rich in disks
of species 1 and the other phase is rich in disks of species 2.
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Henceforth, without loss of generality, we will assume o
<o0j.

Although interest in nonadditive hard-disk (NAHD) mix-
tures dates back to the 1970s and they are both versatile and rel-
atively simple, comparatively speaking there have been much
fewer studies of these systems than the ones devoted to non-
additive three-dimensional hard-sphere mixtures (for a rather
complete but non exhaustive list, the reader is referred to Refs.
1-33). Despite this long period, there are still many important
issues related to NAHD mixtures that need to be investigated.
For instance, there are a few proposals for the equation of
state (EoS) whose merits have not been fully evaluated. Also,
apart from the second and third virial coefficients (which are
known analytically), higher order virial coefficients require
the numerical evaluation of cluster integrals among groups of
disks, a task which is, in general, difficult.

In 2005, three of us”? introduced an approximate EoS for
nonadditive hard-core systems in d dimensions and, taking
d = 2, compared the results obtained for the corresponding
compressibility factor with simulation data. Later, a unified
framework for some of the most important theories (includ-
ing some generalizations) of the EoS of d-dimensional non-
additive hard-core mixtures was presented.”’ In 2011, one
of us*® computed the fourth virial coefficient of symmetric
NAHD mixtures (0 = ) over a wide range of nonadditivity
and compared the fluid-fluid coexistence curve derived from
two EoSs built using the new virial coefficients with some
simulation results. More recently, four of us3! extended the

Published by AIP Publishing.
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previous study to asymmetric NAHD mixtures (i.e., mixtures
such that the size ratio ¢ = o-»/07; is different from unity), while
three of us®” reported values of the fifth virial coefficient and
studied the EoS and the equilibrium behavior of a symmetric
NAHD mixture.

One of the major aims of this paper is to present the results
of computations of the fifth virial coefficient of binary asym-
metric NAHD mixtures. We will explore a range of positive
values of the nonadditivity parameter (A =0.05, 0.1, 0.15, 0.2,
0.4, 0.5, and 0.6) and size ratios (¢ = 0.1, 0.2, 0.3, 0.4, 0.5,
0.6667, 0.8, 0.85, 0.9, and 0.95). These results complement
the ones already published for symmetric mixtures® and will
afterwards be used to assess the merits and limitations of some
theoretical EoSs. The compressibility factor predicted by those
approximations, including the rescaled virial expansion (RVE)
that one may construct from the knowledge of the first five
virial coefficients, will also be tested against our Monte Carlo
(MC) simulation values for a nonadditivity parameter A = 0.3
and sizeratios ¢ =0.4 and ¢ =0.5. Additionally, we will address
the question of demixing for the same mixtures. As far as we
know, apart from the work of Guaqueta®’ who used a combina-
tion of MC techniques to determine the location of the critical
consolute point of asymmetric NAHD mixtures for a wide
range of size ratios and values of the positive nonadditivity,
simulation results of fluid-fluid separation in NAHD mixtures
have only been reported for the symmetric case using either the
Gibbs ensemble MC (GEMC) method, 3151932 the constant
volume NVT ensemble MC method,? the cluster algorithms
that allow the consideration of systems with a very large num-
ber of particles,”*3 or the semigrand canonical ensemble MC
method.”® Here we will report GEMC results for the corre-
sponding fluid-fluid coexistence curves of binary asymmetric
NAHD mixtures and compare them to the theoretical predic-
tions stemming from the theoretical EoSs. Once more, our
results will complement those of the symmetric case reported
in Ref. 32.

The paper is organized as follows. In Sec. II we recall
the well-known analytical results for the second and third
virial coefficients of a NAHD mixture and provide the graph-
ical representation of the (partial) composition-independent
fourth and fifth virial coefficients. For these, we provide
numerical (MC) results for a wide range of size ratios and
positive nonadditivities. We also recall in this section two
approximate EoSs proposed by Hamad and by three of us,
respectively, and, from the knowledge of the new fifth virial
coefficients, we also construct another approximate compress-
ibility factor corresponding to a rescaled virial expansion
truncated to fifth order. Section III contains the assessment
of the performance of the three previous theoretical EoSs in
three respects. On the one hand, the predictions of the par-
tial fourth and fifth virial coefficients of the first two EoSs are
compared with the MC data. On the other hand, a comparison
between the results of the MC simulations and those derived
from the theoretical expressions for the compressibility fac-
tors as functions of density and composition is also performed.
Finally, the fluid-fluid coexistence curves that follow from the
theoretical EoSs are compared to the results of GEMC simu-
lations. The paper is closed in Sec. IV with some concluding
remarks.

J. Chem. Phys. 147, 164502 (2017)

Il. THERMODYNAMIC PROPERTIES
A. Virial coefficients

The virial expansion for a general mixture can be written
as

Bp=p+Bp*+Cp> +Dp* +Ep° +---, .1

where p is the pressure, 8 = 1/kgT is the inverse tempera-
ture (in units of the Boltzmann constant k), p = 3, p; is
the total number density (p; being the partial number den-
sity of species i), and the virial coefficients B,C,D,E, ...
depend on the relative concentration of the different species
and (in the case of a hard-core fluid) on the particle-
particle closest distances. Those coefficients have a polyno-
mial dependence on the mole fractions x; = p;/p, so they
can be expressed in terms of composition-independent virial
coefficients as

B= Zx,-ij,;,-, (2.22)
ij
C = > xxxCigks (2.2b)
ijk
D = Z XixXjxixeDijre, (2.2¢)
ijk,t
E = Z XXXk XeXmEijkem. (2.2d)
i,j.k,l,m
In particular, in the case of a binary mixture,
B = X%Bll + le)QBlz +X§B22, (2321)
C =x;Cii1 +3x10Cii2 + 36133 Ci + 53 Cana, (2.3b)
D ZX?DHH + 4xfx2D1112 + 6X%X§D1122
+ 4x1ng1222 + ngzzzz, (2.3¢)
E =x)E1iin1 +5x{0E112 + 1063 E1112
+ 10x12x3E11222 + 5x1x3E12222 + x;Ezzzzz. (2.3d)

In the special case of hard-disk mixtures (whether addi-
tive or not), the composition-independent virial coefficients
Bjj and Cyj; are exact and well known for an arbitrary number
of components (see, for instance, Refs. 17, 23, and 34). They
read

B = EO',], (2.4a)
T, )
Cijk - 6 [O—UA(Tfk’o_jk (O-’/) + O-ikA(rija(Tjk (oir)
+ O-jzkAO'y,(ffk (O-jk)] > (2.4b)

where A, ;(r) is the intersection area of two circles of radii a
and b whose centers are separated by a distance r. Its explicit
expression is

amin(a?,b?), 0<r<|a-bl,
Aa,b(r) = -’Z‘a,b(r), la-bl<r<a+b,
0, r>a+b,

2.5)
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TABLE 1. Diagrams contributing to the composition-independent virial coefficients Dy . Filled circles and points
enclosed by open circles denote species 1 and 2, respectively.

Dijre Diagrams

Din —é(ﬁj +30] +31/] +m>
SET T )

where O(x) being the Heaviside step function. In Eq. (2.7b), use
2 p? 2?2 has been made of the mathematical property 2 cos™! x + cos™!
Aap(r) =a®cos ' ——— +pPcos ——— (1 —2x?) = &r. Thus, in the binary case, one has
’ 2ar 2br
1 2 2
- E\/Zrz(a2 +b2) — (b* —a?)? - rt. (2.6) Cin = 71r—6b30'411, Cop = %b30’§, (2.8a)
In particular, Ayq(a) = Fa*bs, Aua(r) = r’Gla/r), and 2
2 s 4w/§ Ciir = “ bt r| 212 Cir = b Ar(d2),
Ay p(b) = a*H(b/a), where b3 = ~3.12802, 12 = 167391 o ) 122 = 167392 =
(2.8b)
G(x) = 252 cos™! i R 1 Olx- l i (2.72) where the function F(x) is given by
2x 4 2
Flx) = [g(x) + 27H )| - (2.9)
1 / 1 1
H(x) =nx? — [(Zx - 1) cos™ 2— +4[x2 = 1 (©] (x - E) , The fourth-order terms D117 and D35 in Eq. (2.3¢) can
* be calculated analytically through the expression of the fourth

(2.7b) virial coefficient for a monodisperse fluid of particles with

TABLE II. Diagrams contributing to Ejj¢,,- Filled circles and points enclosed by open circles denote species 1 and 2, respectively.

Eijkem Diagrams

1

A
#r Ay
Rt 2
1

DASADAE
=
Jeleat
RGeS
R E 8

R
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diameter 0| or o5, respectively, i.e.,

3 3
b T
~_bsol, D -
o4 407 22 = oy
where by = 82+ 10/72 — 9\/5/27r) ~ 4,257 85. Similarly, the
terms Eq1111 and Eppppp in Eq. (2.3d) are related to the fifth
virial coefficient for a monodisperse fluid of particles with
diameter 0| or o, respectively, namely,

4 4

T T
Eymn = ﬁbso'if, Expmn = ﬁbso'g,

where, although there is no analytical expression for bs, its
numerical value is known to be b5 =~ 5.3368943.% On the
other hand, the remaining coefficients D, and Ejjie, need
to be obtained numerically as functions of the size diameters.
The diagrams representing the cluster integrals contributing
to Dy112 and Dy, are shown in Table I, while those corre-
sponding to E;j11» and Eqj2; are shown in Table I1.3* The
filled circles and the points enclosed by open circles in each
graph appearing in Tables I and II identify particles belonging
to species 1 and 2, respectively. Space integration is carried
out over all the vertices of the graph, each bond contributing a
factor to the integrand in the form of a Mayer step function. Of
course, the coefficients D222, E12222, and E122, are obtained
from those in Tables I and II by exchanging 1 < 2.

Dy = byo$, (2.10)

@2.11)

B. Theoretical equations of state and corresponding
free energies

In this subsection, we will recall two theoretical EoSs for
NAHD mixtures whose performance with respect to numeri-
cal values of the fourth virial coefficients and compressibility
factor was proved to be reasonably good in Ref. 31. These are
the one proposed by Hamad'®36-38 (which we will label with
a superscript H) and one proposed by three of us in 2005%3
(labeled with the superscript SHY).

In the former case, the compressibility factor Z = Bp/p of
the NAHD mixture (with an arbitrary number of components)
is given by

2
ZHp) =1+ % inxj;—;f [z (nxy) - 1], @.12)

i.j
where = pé is the packing fraction of the mixture (with
E=%4 % x,-crl.z), ZP"(y) is the compressibility factor of a one-
component hard-disk fluid at the packing fraction y, and

s
Xy =5~ 2.13
i 2b3§Zk:Xka,] (2.13)
In Eq. (2.13), the coefficients cy;;; are given by
Chjij = ;Amk‘(,k/.(a',-j). (2.14)
In particular,
b
CL;11 = 730%, (2.15a)
4 4
e = —U%Q(ﬂ), 2 = —oiH (2) (2.15b)
T 01 V4 o

with the functions G(x) and H(x) given by Eqgs. (2.7a) and
(2.7b), respectively. Other combinations of indices follow from
the exchange 1 < 2 in the above results.

J. Chem. Phys. 147, 164502 (2017)

By construction, Eq. (2.12) yields the correct (exact) sec-
ond and third virial coefficients of the mixture. However, it
gives approximate values for the higher ones. In particular, it
leads to the following (approximate) explicit expressions for
the fourth and fifth virial coefficients:>’

2 2
v/ T
DY = b4Z (2_b3) Zx,-xj(rizj (Z kak;,:,‘) s (2.16a)
i k

L]

3 3
T T
EszSZ(%) > xixjo (Zxkck;,-,) . (2.16b)
i, k

The corresponding composition-independent coefficients ng p
and Eka o CAN easily be identified from Eqgs. (2.2¢) and (2.2d),
respectively.

One can derive from Eq. (2.12) the free energy per particle
of the mixture as aH(p) = ajg(p) + ag(p), where

-1+ in In (x,-p/llz)

is the ideal Helmbholtz free energy per particle (4; being the de
Broglie wavelength of particles of species ) and

2
Vi x,-ij'l.j
AP = 32 )y o (1)
LJ

aia(p) = kgT .17

(2.18)

ab" (y) being the excess Helmholtz free energy per particle of

the one-component hard-disk fluid at the packing fraction y.
Next, we describe the SHY approach. The associated
compressibility factor reads

b3B*—2C* n
b3—2 l—T]

C* — B*
el A OEIP

where we have called B* = B/¢ and C* = C/£>. Again, the
exact second and third virial coefficients of the mixture are

retained. As for the approximate expressions for the fourth
and fifth virial coefficients, they are

7MY (p) =1+

+ (2.19)

by -2 by — b3
DY = C- B|, 2.20
¢ ) b2 & (2.20a)
bs -2 bs — b3
ESHY = &2 C- B|. 2.20b
& by =2 by =2 & ( )
As before, the composition-independent coefficients DS‘.}?} and
ESHY can easily be extracted.
ijkCm

The corresponding excess Helmholtz free energy per
particle is given by

b3B* —2C* Cc-B
—3173—_2111(1 —ME a (). (2.21)

In Ref. 31, we assessed the merits of the above approxi-
mations with respect to the partial fourth virial coefficients.
We will do the same with the fifth virial coefficients in
Sec. III A. But before we close this section, we will also
make use of the numerical knowledge of the fourth and
fifth virial coefficients to construct the corresponding rescaled
virial expansion (RVE) (as proposed by Baus and Colot?4%)

ag ¥ (p) =
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truncated to the fifth order. This leads to the following
(approximate) EoS for an asymmetric NAHD mixture:

1+c1n+cn? +can’ + e
(1-n)?

where the coefficients ¢;—c4, depending only on the mole frac-

tions, are obtained by identification with the corresponding

coefficients which show up in the virial series. Specifically, in

the present case, one has

ZMVE(p) = , (2.22)

cl=B"-2, c=C"-2B"+1, (2.232)

c3=D"-2C"+B*, c¢4=E"-2D"+C", (2.23b)
where D* = D/& and E* = E/&*. In turn, the excess
Helmholtz free energy per particle associated with Eq. (2.22)
is given by
(@ + a1y + @an’)

Pag(p) = e

—arIn(1-7), (2.24)
where ag =1+ ¢y + ¢z +2¢3 +3¢4, @1 = — (C3 + %C4), @y =
—%64, and a7 =1 — ¢y — 2¢3 — 3c¢y4. It must be emphasized that,
while the H and SHY approximations produce (approximate)
expressions of the fourth and fifth virial coefficients for any
composition of the mixture [see Eqgs. (2.16) and (2.20)], the
RVE approximation requires the input of the empirical values
of those coefficients for each particular mixture.

Regardless of the theory used, the chemical potential of
species i can be obtained from the knowledge of the free
energy as a function of the partial densities {p;} through the
thermodynamic relation

(%)
== -
api Pj#i

The fundamental equation of thermodynamics is equivalent
34
to

(2.25)

Ba+Z = Z xi Bui. (2.26)
i

In the special case of a binary mixture, it is more convenient

to see the free energy a as a function of p and x; [as done in

Egs. (2.17),(2.18), (2.21), and (2.24)] rather than as a function

of p; and p;. In that case,

Bur =Z+ Ba+x (%) , (2.27a)
0)6] p

Bur =Z + Ba—x; (%) . (2.27b)
6x1 p

lll. RESULTS
A. Partial virial coefficients

In a previous paper, some of us reported®’ MC calcu-
lations of the composition-independent partial fourth virial
coefficients of asymmetric NAHD mixtures D2, D122, and
D12 over a rather wide range of size ratios g = o»/0"1 and
values of the nonadditivity parameter A. Those data were
complementary to the ones reported earlier®® by one of us
for symmetric mixtures. Here we continue with our efforts
to provide additional information on the virial coefficients of

J. Chem. Phys. 147, 164502 (2017)

3.0
2.5
2.0

8

klm /O-l
—_
W

- 1.0

FIG. 1. Plot of the composition-independent fifth virial coefficients
Ei1112/ 0'16 (solid circles and solid lines), Ej1122/ 0'16 (open squares and dashed

lines), E11222/0'? (solid squares and dashed-dotted lines), and Ej2227 /0'16
(open circles and dotted lines) versus the size ratio ¢ = o»/07; for a nonad-
ditivity parameter A = 0.1. The symbols are our MC data, while the thin red
lines and the thick blue lines correspond to Hamad’s proposal, Eq. (2.16b),
and to the SHY proposal, Eq. (2.20b), respectively.

NAHD mixtures and report the numerical values of the partial
fifth virial coefficients for a range of size ratios and positive
nonadditivities.

As in the case of the fourth virial coefficients, in order
to evaluate the irreducible cluster integrals which enter the
expression of the composition-independent coefficients Ejjxz,
(see Table II), we used a standard MC integration procedure,41
although more efficient techniques to compute higher order
virial coefficients have been proposed.>>**>*> Qur algorithm
produces a significant set of configurations which are compat-
ible with the Mayer graph one wants to evaluate. We first fix
particle 1 of species i = 1 at the origin and sequentially deposit
the remaining four particles (of species i = 1 or i = 2, depend-
ing on the diagram in Table II) at random positions but in such
a way that particle @ = 2, 3, 4, 5 overlaps with particle @ — 1.
This procedure generates an open chain of overlapping parti-
cles which is taken as a “trial configuration.” In a “successful
configuration,” the residual cross-linked “bonds” present in the
Mayer graph that is being calculated are retrieved. The ratio of
the number of successful configurations (V) to the total num-
ber of trial configurations (V;) yields asymptotically the value
of the cluster integral relative to that of the open-chain graph

FIG. 2. Same as in Fig. 1, but for A =0.2.
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FIG. 3. Same as in Fig. 1, but for A =0.3.

which, in turn, is trivially related to a product of the partial
second-order virial coefficients B;.***> The numerical accu-
racy of the MC results obviously depends on the total number
of trial configurations. The relative error on the evaluation of
a given coefficient is estimated as*®

IV - 1)]1/2 (3.1)

error = [—
N;

where J is the number of cluster integrals contributing to that
coefficient. However, as a result of the accumulation of sta-
tistically independent errors, the global uncertainty affecting
the partial virial coefficients is higher than the error esti-
mated for each cluster integral that enters the expression of
Ejjkem- A typical MC run consisted of 4 x 10°-5 x 10! inde-
pendent moves, depending on the value of g. In the latter
case, a typical run lasted approximately 25 h on a quad-
processor computer based on Intel Xeon 3.4 GHz proces-
sors equipped with 32 GB RAM. Independent pseudorandom
numbers were produced by adopting the Mersenne Twister
MT19937 pseudorandom number generator, which has a very
long period (2!° %37 — 1). The error on each cluster integral,
as estimated through Eq. (3.1), turned out to be systematically
less than 0.05%, with a cumulative uncertainty on the partial
virial coefficients lower than 0.5%. By repeating the evalua-
tion of some partial virial coefficients with independent MC
configurations, summing up the cluster integrands for each

FIG. 4. Same as in Fig. 1, but for A =0.4.

J. Chem. Phys. 147, 164502 (2017)

4t
i

£ 27
S

() =g ﬁ;‘.ﬁu’??_tg—‘l - i

FIG. 5. Same as in Fig. 1, but for A =0.5.

configuration, and using the standard deviation of the block
averages, we have checked that the uncertainty again remains
lower than 0.5%, in agreement with the error estimate from
Eq. (3.1).

The numerical values OfEl 11125 E11122, E11222, and E12222
(in units ofa'?) forA=0.05,0.1,0.15,0.2,0.3,0.4,0.5,0.6, and
13 values of g within the range 0.1 < g < 1 are presented in
Tables I-VIII of the supplementary material of this paper. The
values corresponding to ¢ = 1 (symmetric mixtures) included
in the supplementary material were already reported in
Ref. 32. Note also that the case of additive hard-disk mixtures
was considered by Wheatley in Ref. 47.

In Figs. 1-6, we plot our MC values of the partial fifth
virial coefficients as functions of g for A = 0.1-0.6 and assess
the performance of the H and SHY approximations against
the MC data. We can observe that the H prescription provides
excellent estimates of E11112 and Ej2pp, for the whole range
of ¢ and for all the values of the nonadditivity parameter con-
sidered. The SHY approximation gives reasonable results for
those two coefficients, but it is much less accurate than the
H one, especially as one approaches the limit of symmetric
mixtures (¢ — 1).

With respect to the coefficients E;1122 and Eq1222, both
theories provide rather good predictions for relatively small
nonadditivity, namely, A = 0.05 (not shown), 0.1, and 0.15
(not shown). For moderate nonadditivity (say A =0.2 and 0.3),
the SHY approximation provides fair results, while the H one

10 : : s

0.0 0.2 0.4 0.6 0.8 1.0

FIG. 6. Same as in Fig. 1, but for A =0.6.
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FIG. 7. Plotof the composition-independent fourth virial coefficient D;;;; / 0',.6
as a function of the size ratio o ;;/0-;. The symbols correspond to the values of
Di112 and Dy reported in Ref. 31 for 19 x 12 = 228 different (¢, A) pairs.
The line represents function (3.3a).

becomes very poor. For large nonadditivity (A > 0.4), neither
of the two theories compare well with the MC values of E{1122
and Ejj222, which clearly take negative values if A > 0.5.
Similar results were observed in Ref. 31 in the case of the
coefficients Djj¢ for positive nonadditivities.

It is interesting to note that, by accident, in the symmetric
limit ¢ — 1, the SHY values of E 122 = E 1222 are practically
indistinguishable from the H values of E 112 = E222; for all
A > 0.

Before closing this subsection, it is worthwhile testing the
internal consistency of our numerical evaluation of the par-
tial coefficients Dj112, D1222, E11112, and E12222. On physical
grounds, those coefficients must depend only on 0 1, and either
o1 (in the case of D112 and E112) or 03 (in the case of D277
and E1222), regardless of whether the mixture is additive or
not. More specifically,

ojj ojj

6 J 8 Y
DiiijZO'l-D(—), El'i,'ijZO'l-g(—).

(o (o]

1

(3.2)

Therefore, a plot of Dy 12/0’? and Dlggz/ag versus o 12/01 and
o 12/02, respectively, for different pairs of ¢ and A, must col-
lapse into a single curve. The same must occur for E11112/ o-f
and E12002/ a'g. This is shown in Figs. 7 and 8, where an

100 + 1

e
& 10} ]
1t / |

.

1 1 1

0 2 4 6 8

o lo

ij i

as a function of the size ratio o-;j/o;. The symbols correspond to the values
of E11112 and E 27 reported in this work for 13 x 8 = 104 different (g, A)
pairs. The line represents function (3.3b).
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excellent degree of internal consistency is found. Those fig-
ures also include the theoretical predictions stemming from
Egs. (2.16), namely,

2
DH(x) = (5)3 by {8g(") g [SH(")] } (3.32)

4 2 7Tb3 71'b3
oo (T bs (18600 L [8HW]?
Ex) = (4) 5 {3 b +2x [ by ] } (3.3b)

As already observed in Ref. 31 and in Figs. 1-6, an excellent

by Figs. 7 and 8. In contrast, we have found that the SHY
expressions obtained from Egs. (2.20) do not conform to the
scaling relations (3.2).

B. Compressibility factor

We have performed canonical MC simulations to measure
the compressibility factor as a function of density for NAHD
mixtures with A = 0.3, two size ratios (¢ = 0.4 and 0.5), and 5
mole fractions (x; =0.1, 0.3, 0.5, 0.7, and 0.9). The results are
contained in Tables IX and X of the supplementary material
and displayed graphically in Fig. 9. In this figure, we have also
included the corresponding values obtained from the three the-
oretical compressibility factors ZH(p), ZSHY(p), and ZRVE(p)
as given by Egs. (2.12), (2.19), and (2.22), respectively. As
explained before, the RVE compressibility factor needs to be
complemented with the empirical virial coefficients. As for
the H and SHY EoSs, we have taken for ZP"(#) the accurate
compressibility factor corresponding to the EoS proposed by
Luding,**° namely,

34

(1-n2 641 -t
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N
14 )
12¢
10}
8,
N 6l
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o e
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2 2
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FIG. 9. Plot of the compressibility factor Z as a function of density for size
ratios ¢ = 0.4 [(a) and (c)] and ¢ = 0.5 [(b) and (d)], in all the cases with a
nonadditivity parameter A = 0.3. The mole fractions are, from bottom to top,
x1 =0.1, 0.3, 0.5 [(a) and (b)] and x; = 0.7, 0.9 [(c) and (d)]. The symbols
correspond to our MC simulation data, while the dashed, solid, and dashed-
dotted lines correspond to the H [Eq. (2.12)], SHY [Eq. (2.19)], and RVE
[Eq. (2.22)] approximations, respectively. Note that the SHY and RVE curves
forx; =0.1 and 0.3 are hardly distinguishable. Uncertainties in our MC results
are smaller than the symbol size.
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One can clearly see from Fig. 9 that in this case the best
performance undoubtedly corresponds to ZSHY, which only
deviates from the MC data for the highest densities. It is also
remarkable that the SHY compressibility factor is as accurate
and even in some instances more accurate than the RVE, since
the latter involves the first five exact virial coefficient while
the former only yields exactly the first three virial coefficients.
This shows that the RVE EoS (2.22) is more sensitive than the
SHY EoS (2.19) to the positive nonadditivity consequence of
the effective occupied volume fraction being larger than the
nominal packing fraction 7. In fact, as we observed in Ref. 31,
the RVE EoS performs better than the SHY EoS in the case of
negative nonadditivity.

The poorest agreement with the MC data corresponds to
the Hamad compressibility factor, which may even become
negative after a certain density. This feature is the result of the
combination of the special density dependence in ZH(p) and
the breakdown of the Luding EoS for extremely high packing
fractions. Note that Hamad’s EoS makes use of ZP"® at three
effective packing fractions, namely, X1, 7X 2, and nX»; [see
Eq. (2.12)]. As an illustration, let us consider the mixture with
A=0.3,¢g=0.5,and x; = 0.9 [top curve in Fig. 9(d)]. For the
chosen mixture, in order to get ZH(p) at a given p, one has
to know ZP"® at n = p£X» = 1.183 34 p. Since the maximum
value of the packing fraction in the one-component fluid is
n = V3r/6 = 0.9069, the corresponding maximum value of
the density that one might consider in the mixture would be p
=0.9069/1.183 34 = 0.7664. On the other hand, Luding’s EoS
presents a local maximum at 7 = 0.8649 and becomes negative
after n = 0.9029. Hence, Z%(p) may not be obtained beyond
p =0.8649/1.183 34 = 0.7309.

Once we have assessed the merits of the theoretical pro-
posals for the EoS of NAHD mixtures with respect to their
predictions of the virial coefficients and from the comparison
with the MC values for the compressibility factors, we now
turn to the problem of demixing in such mixtures.

C. Demixing

We have performed GEMC simulations in order to deter-
mine the fluid-fluid coexistence curve of a few binary asym-
metric NAHD mixtures. The detailed description of the method
will be omitted since it is presently a well-established proce-
dure and a thorough account of it can be found, for instance,
in Refs. 51 and 52. Nevertheless, we should point out that
in order to simulate two coexisting phases, one performs a
MC simulation with two coupled boxes, each one containing
a homogeneous phase. Then, three different types of moves
are performed to allow for thermal, mechanical, and chemical
equilibration. The first one is the usual Metropolis displace-
ment of particles in each box separately. The second type of
move is the change of volume of the two regions. The third type
is the exchange of particles between the two boxes. One should
add here that, due to the high asymmetry and the high nonaddi-
tivity, in the region of phase separation, the particle exchange
rate becomes rather slow and so the equilibration of the sys-
tem requires very long runs. Simulation boxes were filled with
an initial number of particles ranging between 1500 and 2000
particles per box, depending on the desired initial total density.
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The chemical potentials of the two species were calculated by
using Widom’s particle insertion method,>* and the appropri-
ate formula for the Gibbs ensemble.’”> The attempted particle
sweeps between the two boxes of each GEMC cycle were used
to sample the energy landscape of the system containing the
inserted particle.

We have considered the same two NAHD mixtures as in
Sec. III B, namely, those with A = 0.3 and size ratios ¢ = 0.4
and g = 0.5. For these very asymmetric NAHD mixtures, the
GEMC method becomes extremely difficult and, as a conse-
quence, only a few points of the coexistence curve could be
accurately determined. On the other hand, those points provide
a reasonable idea about the location of the phase coexistence
curve. Table XI of the supplementary material contains the
GEMC simulation values of the coordinates (composition, x1,
reduced density, po?, reduced pressure, Spo?, and reduced
chemical potentials, ;) of three pairs of points (¢ = 0.4) and
two pairs of points (g = 0.5) in the binodals.

On the theoretical side, we have computed the same bin-
odals curves, as predicted by the H, SHY, and RVE approaches
(in the latter case by injecting again the empirical virial coef-
ficients), by imposing the equality of the pressure p and the
chemical potentials of both species u; and puy, respectively, in
the two fluid phases.

In Figs. 10 and 11, we display the results of our GEMC
computations and include also the theoretical results for com-
parison. It is clear that all the theories heavily underestimate
the values of the density, the pressure, and the chemical poten-
tial of the big disks at coexistence in the fluid phase which is
rich in the small disks, while they overestimate the chemical
potential of the small disks in the phase rich in the big disks.
However, both the SHY and RVE theories are rather accurate
in predicting the density and pressure of the phase rich in the

X X

FIG. 10. Fluid-fluid coexistence curves in the reduced density vs composition
plane [(a) and (b)] and reduced pressure vs composition plane [(c) and (d)]
for size ratios ¢ = 0.4 [(a) and (c)] and ¢ = 0.5 [(b) and (d)], in both cases with
a nonadditivity parameter A = 0.3. The circles (with horizontal and vertical
error bars) correspond to our GEMC simulation data, while the dashed, solid,
and dashed-dotted lines correspond to the H [Eq. (2.12)], SHY [Eq. (2.19)],
and RVE [Eq. (2.22)] approximations, respectively. The filled symbols on the
theoretical curves indicate the location of the corresponding critical points.
The points to the right (left) of the critical point represent phase I (II), i.e., the
phase rich (poor) in big disks.
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FIG. 11. Same as in Fig. 10 but for the reduced chemical potential of each
species vs composition plane.

big disks. We note that in the case of the H EoS, due to the
same limitations mentioned above in connection with Fig. 9,
numerical instabilities arose that prevented us from covering
the whole composition range. In any event, this H EoS exhibits
the worst performance.

It may seem paradoxical that, while both the SHY and
RVE approaches produce good outputs for low x; values at
a single phase, as shown in Fig. 9, they produce large under-
estimates of the number density for the low x; branch of the
coexistence curve in Fig. 10. The explanation is two-fold. On
the one hand, the coexistence conditions of equal pressure and
chemical potentials in two very disparate phases is a much
more delicate and stringent test of a theory than the equation
of state in a mixed phase. On the other hand, the coexisting
phase rich in small disks has in general a very large number
density, even twice as large as the maximum value considered
in Fig. 9.

IV. CONCLUDING REMARKS

In this paper, we have reported MC calculations of the fifth
virial coefficients of asymmetric NAHD mixtures for arange of
size ratios g and various values of the nonadditivity parameter
A. These results complement those reported earlier’?! and
were used to assess the predictions of the same coefficients
coming from the H!” and the SHY?? proposals. They were
also used to derive the RVE for NAHD mixtures truncated at
the fifth order. While the H EoS leads to extremely accurate

predictions for the partial fourth and fifth virial coefficients

others. In this sense, although the SHY proposal may also lead
in its predictions to percent deviations of the order of 20%, it
appears to be a reasonably simple overall compromise.

The three theoretical EoSs for the mixtures were further
tested against MC simulation data of the compressibility factor.
In this case, it is remarkable that the SHY proposal yields the
best overall performance, with accuracy as good as or even
better than the RVE EoS, given the fact that it is relatively
simple and does not rely upon the empirical knowledge of

J. Chem. Phys. 147, 164502 (2017)

virial coefficients beyond the third. On the other hand, the
limitations of the H EoS make it the worst approximation in
this instance.

Concerning the demixing problem, while all the theories
are unable to produce accurate values of the density and the
pressure of the coexisting phase rich in small disks, the other
coexisting phase is well accounted for by the SHY and RVE
proposals. Thus, again we find that the SHY EoS appears at
this stage to be a good choice in view of its relative simplicity
and its independence of the external numerical determination
of virial coefficients. In any case, the point we want to stress
finally is that more theoretical efforts to cope correctly with
demixing in NAHD mixtures are called for.

SUPPLEMENTARY MATERIAL

See supplementary material for tables containing the
results of our computations of the composition-independent
fifth virial coefficients, compressibility factor, and binodal
curves of asymmetric nonadditive hard-disk mixtures.

ACKNOWLEDGMENTS

One of us (G.F.) wishes to thank the Department of Math-
ematics and Computer Science, Physics and Earth Sciences
at the University of Messina for kindly providing computing
facilities. G.P. thanks the National Research Foundation of
South Africa for financial support with Grant No. 96463 (Blue
Skies) and acknowledges Mr. A. Roth for some preliminary
GEMC calculations. Two of us (A.S. and S.B.Y.) acknowledge
the financial support of the Ministerio de Economia y Compet-
itividad (Spain) through Grant No. FIS2016-76359-P and the
Junta de Extremadura (Spain) through Grant No. GR15104,
both partially financed by “Fondo Europeo de Desarrollo
Regional” funds. M.L.H. thanks CONACYT for a sabbatical
grant.

IE. Dickinson, Mol. Phys. 33, 1463 (1977).
2E. Dickinson, Chem. Phys. Lett. 66, 500 (1979).
3E. Dickinson, J. Chem. Soc., Faraday Trans. 2 76, 1458 (1980).
4R. Tenne and E. Bergmann, Phys. Rev. A 17, 2036 (1978).
SU.N. Singh and S. K. Sinha, Pramana 20, 327 (1983).
6B. M. Mishra and S. K. Sinha, J. Math. Phys. 26, 495 (1985).
7R. J. Bearman and R. M. Mazo, J. Chem. Phys. 88, 1235 (1988).
8R. J. Bearman and R. M. Mazo, J. Chem. Phys. 91, 1227 (1989).
9R. J. Bearman and R. M. Mazo, J. Chem. Phys. 93, 6694 (1990).
10y Ehrenberg, H. M. Schaink, and C. Hoheisel, Physica A 169, 365 (1990).
UD_ P Fraser, M. J. Zuckermann, and O. G. Mouritsen, Phys. Rev. A 43, 6642
(1991).
12C. C. Marti and B. J. Croset, Surf. Sci. 318, 229 (1994).
13p. Nielaba, Int. J. Thermophys. 17, 157 (1996).
lapm 0. Thm, FE. Schneider, and P. Nielaba, Prog. Colloid Polym. Sci. 104,
166 (1997).
I5p. Nielaba, in Annual Reviews of Computational Physics, edited by
D. Stauffer (World Scientific, Singapore, 1997), pp. 137-200.
I6F. Saija, G. Fiumara, and P. V. Giaquinta, J. Chem. Phys. 108, 9098 (1998).
7M. Al-Naafa, J. B. El-Yakubu, and E. Z. Hamad, Fluid Phase Equilib. 154,
33 (1999).
I8F 7. Hamad and G. O. Yahaya, Fluid Phase Equilib. 168, 59 (2000).
19p, Nielaba, in Computational Methods in Surface and Colloid Science, Vol-
ume 89 of Surfactant Science Series, edited by M. Boréwko (CRC Press,
Boca Raton, 2000), pp. 77-134.
20F. Saija and P. V. Giaquinta, J. Chem. Phys. 117, 5780 (2002).
2IR. Castafieda-Priego, A. Rodriguez-Lépez, and J. M. M. Alcaraz, J. Phys.:
Condens. Matter 15, S3393 (2003).


ftp://ftp.aip.org/epaps/journ_chem_phys/E-JCPSA6-147-044740
https://doi.org/10.1080/00268977700101231
https://doi.org/10.1016/0009-2614(79)80326-7
https://doi.org/10.1039/f29807601458
https://doi.org/10.1103/physreva.17.2036
https://doi.org/10.1007/bf02846320
https://doi.org/10.1063/1.526637
https://doi.org/10.1063/1.454741
https://doi.org/10.1063/1.457196
https://doi.org/10.1063/1.458938
https://doi.org/10.1016/0378-4371(90)90108-5
https://doi.org/10.1103/physreva.43.6642
https://doi.org/10.1016/0039-6028(94)90357-3
https://doi.org/10.1007/bf01448218
https://doi.org/10.1007/bf01182440
https://doi.org/10.1063/1.476355
https://doi.org/10.1016/s0378-3812(98)00427-0
https://doi.org/10.1016/s0378-3812(99)00323-4
https://doi.org/10.1063/1.1501126
https://doi.org/10.1088/0953-8984/15/48/001
https://doi.org/10.1088/0953-8984/15/48/001

164502-10 Fiumara et al.

22R. Faller and T. L. Kuhl, Soft Matter 1, 343 (2003).

23 A. Santos, M. Lépez de Haro, and S. B. Yuste, J. Chem. Phys. 122, 024514
(2005).

24A. Buhot, J. Chem. Phys. 122, 024105 (2005).

BN, Hoffmann, C. N. Likos, and H. Lowen, J. Phys.: Condens. Matter 18,
10193 (2006).

200, Barcenas, P. Orea, E. Buenrostro-Gonzalez, L. S. Zamudio-Rivera, and
Y. Duda, Energy Fuels 22, 1917 (2008).

27R. C. Guaqueta, Ph.D. thesis, University of Illinois, Urbana-Champaign,
2009.

281, Mufioz-Salazar and G. QOdriozola, Mol. Simul. 36, 175 (2010).

EIN Santos, M. Lépez de Haro, and S. B. Yuste, J. Chem. Phys. 132, 204506
(2010).

30F. Saija, Phys. Chem. Chem. Phys. 13, 11885 (2011).

3IE Saija, A. Santos, S. B. Yuste, and M. Lépez de Haro, J. Chem. Phys. 136,
184505 (2012).

32G. Fiumara, O. D. Pandaram, G. Pellicane, and F. Saija, J. Chem. Phys. 141,
214508 (2014).

3BW. T. G67dz and A. Ciach, Condens. Matter Phys. 19, 13002 (2016).

34A. Santos, A Concise Course on the Theory of Classical Liquids: Basics
and Selected Topics, Volume 923 of Lecture Notes in Physics (Springer,
New York, 2016).

353, Labik, J. Kolafa, and A. Malijevsky, Phys. Rev. E 71, 021105 (2005).

J. Chem. Phys. 147, 164502 (2017)

36E. Hamad, J. Chem. Phys. 101, 10195 (1994).

37E. Z. Hamad, J. Chem. Phys. 105, 3222 (1996).

3E. 7. Hamad, J. Chem. Phys. 105, 3229 (1996).

39M. Baus and J. L. Colot, Phys. Rev. A 36, 3912 (1987).

405 L. Barrat, H. Xu, J.-P. Hansen, and M. Baus, J. Phys. C 21, 3165 (1988).

41, Saija, G. Fiumara, and P. V. Giaquinta, Mol. Phys. 87, 991 (1996); 92,
1089 (1997).

42R. J. Wheatley, Phys. Rev. Lett. 110, 200601 (2013).

43C. Zhang and B. M. Pettitt, Mol. Phys. 112, 1427 (2014).

44T Boublik and L. Nezbeda, Collect. Czech. Chem. Commun. 51, 2301
(1986).

45B. Borstnik, Vestn. Slov. Kem. Drus. 39, 145 (1992).

46K W. Kratky, Physica A 87, 584 (1977).

47R. J. Wheatley, Mol. Phys. 93, 665 (1998).

488, Luding, Phys. Rev. E 63, 042201 (2001).

93, Luding and O. StrauB}, in Granular Gases, Volume 564 of Lecture Notes
in Physics, edited by T. Poschel and S. Luding (Springer, Berlin, 2001),
pp- 389-409.

50, Luding and A. Santos, J. Chem. Phys. 121, 8458 (2004).

1A, Z. Panagiotopoulos, Mol. Simul. 9, 1 (1992).

52D. Frenkel and B. Smit, Understanding Molecular Simulation: From
Algorithms to Applications, 2nd ed. (Academic Press, San Diego, 2002).

53B. Widom, J. Chem. Phys. 39, 2808 (1963).


https://doi.org/10.1081/smts-120026965
https://doi.org/10.1063/1.1832591
https://doi.org/10.1063/1.1831274
https://doi.org/10.1088/0953-8984/18/45/007
https://doi.org/10.1021/ef700773m
https://doi.org/10.1080/08927020903141027
https://doi.org/10.1063/1.3429600
https://doi.org/10.1039/c0cp02625e
https://doi.org/10.1063/1.4712035
https://doi.org/10.1063/1.4902440
https://doi.org/10.5488/cmp.19.13002
https://doi.org/10.1103/physreve.71.021105
https://doi.org/10.1063/1.468011
https://doi.org/10.1063/1.472804
https://doi.org/10.1063/1.472805
https://doi.org/10.1103/physreva.36.3912
https://doi.org/10.1088/0022-3719/21/17/008
https://doi.org/10.1080/00268979600100671
https://doi.org/10.1103/physrevlett.110.200601
https://doi.org/10.1080/00268976.2014.904945
https://doi.org/10.1135/cccc19862301
https://doi.org/10.1016/0378-4371(77)90051-6
https://doi.org/10.1080/00268979809482253
https://doi.org/10.1103/physreve.63.042201
https://doi.org/10.1063/1.1797213
https://doi.org/10.1080/08927029208048258
https://doi.org/10.1063/1.1734110

