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Abstract

We study the structural and thermodynamic properties of three discrete potential
fluids: the square well (SW), the square well-barrier (SWB), and the square
well-barrier—well (SWBW) fluids by means of the Ornstein—Zernike (OZ)
integral equation and the HMSA (hybrid mean spherical approximation) closure
relation. The radial distribution functions, structure factors, and pressure of the
systems are calculated as a function of the strength of the attractive and repulsive
parts of the potential in an extended range of densities, mainly covering the
range 0.1 < p* <0.9. We find that far away from the liquid—vapour coexistence
region the HMSA theory is an accurate approach that compares well with Monte
Carlo simulations. We also find that when the attractive parts of the potential
dominate over the repulsive part the structure factor at low g values shows a
considerable increase, which suggests the formation of large-scale domains that
locally exhibit fluid-like structure.

1. Introduction

Structural and thermodynamic properties of both simple and complex fluids depend on the
nature of the interaction potential between particles. While simple fluids can be modelled
through a simple potential, in complex fluids one has often to resort to simplified schemes and
introduce effective interactions between the main constituents of the fluid. In this process the
effective potential is devised, from first principles or from experimental evidence, such that
it captures enough features to reproduce the properties of the system it is supposed to model.
Examples of such potentials are the Lennard-Jones and the DLVO potentials [1, 2]. The former
describes very well the properties of many simple liquids and the latter is commonly used to
describe the interaction between charged colloidal particles. Qualitatively, the DLVO potential
is formed by a hard core followed by a short-range attractive well and a long-range repulsive
barrier. For colloidal particles at interphases, the effective interaction can include a secondary
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minimum [3]. The stability of colloidal systems depends crucially on the presence of such an
energetic barrier, whereas the second attractive component modifies drastically the properties
of the systems. In this work we use a simplified interaction model, a discrete potential (DP),
that incorporates attractive and repulsive parts. Due to its simplicity, a DP allows us to study
separately the effects produced by the different attractive and repulsive components of the
potential, which typically cannot be done with continuous potentials, where only global effects
can be distinguished.

During the last few decades, discrete potentials have been used as simple models to
investigate properties of continuous potential systems. They have been used, for example,
to model the interactions of colloids and protein solutions [4, 5]. Despite its simplicity, a
DP fluid can exhibit rather complex and interesting behaviours. Recently, for instance, it has
been established that such fluids exhibit both liquid—vapour and liquid-liquid transitions [6].
Discrete potentials have been incorporated in a variety of statistical mechanics theories such as
thermodynamic perturbation-like theories to describe associating fluids and polar fluids [7, 8].
In addition, their bulk properties can be used as inputs in the study of model inhomogeneous
systems, i.e. for fluids in external fields such as porous media or confined systems [9]. All these
aspects make DP systems interesting to explore.

The simplest and most investigated DP system is the well known square-well (SW) fluid.
This model system can reproduce the behaviour of a large variety of real fluids by only varying
the interaction range of the SW potential. The structural properties, as well as the liquid—
vapour (LV), solid, and glass transitions of the SW fluid, have been studied by means of
computer simulations, perturbation theory, and integral equation theory [4, 10-28]. Recently,
within the framework of the self-consistent Ornstein—Zernike approximation (SCOZA), its LV
coexistence has been reinvestigated and described with high accuracy [29]; a similar study on
the liquid—solid transition within the SCOZA approach is in progress [30]. Although it has
been shown that SCOZA yields globally accurate structural and thermodynamic properties of
SW fluids and other systems, even near phase transitions and in the critical region, it becomes
unstable for systems with potentials that include a second repulsive part (the problem resides in
the diffusion-like coefficient of the associated partial differential equation (PDE), equation (9)
in [29], which becomes negative when a repulsive barrier is considered, severely limiting the
convergence of the PDE). It is therefore desirable to investigate other theoretical approaches
that can handle this kind of potentials. In this paper we investigate one of these approaches,
namely, the Ornstein—Zernike (OZ) equation in the HMSA approach [31].

The aim of this paper is to investigate the structural and thermodynamic properties of dis-
crete potential fluids using the OZ-HMSA formalism. In particular, we investigate three differ-
ent discrete potential fluids: the square well (SW), square well-barrier (SWB), and square well—
barrier—well (SWBW) fluids. We analyse their radial distribution functions and structure factors
as a function of the density and the energetic strength of the wells and barriers. In particular
we focus our study on systems outside the liquid—vapour coexistence region. The theoretical
predictions are contrasted with Monte Carlo simulations performed in the canonical ensemble.

After the present introduction, in section 2 we provide a detailed description of the discrete
potentials, the theoretical approach, and the simulation method. In section 3 the structure
functions and the pressure far away from the binodal are analysed. Finally, in section 4 we
close the paper with a section of remarks and conclusions.

2. Model system and theoretical approach

Our system is formed by spherical particles of bulk density p and hard-core diameter o in
thermal equilibrium with a heat bath at absolute temperature 7. The particles in this fluid
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Figure 1. Cartoon of the discrete potential used in this work.

interact through a discrete potential that sequentially includes a hard sphere, a square well, a
square barrier, and a second square well. This pair potential takes the form

00, r<o;
—e€, o <r <Ao;

u(r) =1 e, Ao <1 < Ao )]
—€3, Mo <1 < A30;
0, r > A30.

The parameters A, A,, and A3 define the discontinuity points of the potential, and delimit the
different regions of the potential. The parameters €, €;, and €3, on the other hand, characterize
the strength of the potential in those regions. A cartoon of the potential is presented in figure 1.
Appropriate reduced quantities can be defined by scaling with the energy depth € and the size
of the particles o, which leads to the reduced density p* = po? and the reduced temperature
T* = kgT /e, where kg is the Boltzmann’s constant. From equation (1) several cases can be
considered, depending on the parameters; in particular, equation (1) reduces to the hard-sphere
(HS) potential when only the first part is considered. We will consider the three following
cases of equation (1): (a) the SW potential, defined by € # 0 and €, = €3 = 0; (b) the SWB
potential, defined by € # 0, €, # 0, and €3 = 0; and (c) the SWBW potential, defined by the
full equation (1). In this way, SW fluids are characterized by a single well, SWB fluids by a
well and a barrier, and SWB fluids by two wells with a barrier in between.

From a theoretical point of view, we have selected the Ornstein—Zernike equation
complemented with HMSA, a closure proposed by Zerah and Hansen that combines the
hypernetted chain (HNC) and the soft mean spherical approximation (SMSA) [31]. This is a
theoretical approach that has been applied with success in a large variety of simple and complex
systems with both attractive and repulsive interactions [32—-37]. However, its applicability to
DP systems has not been explored yet. We also use the so-called mean spherical approximation
(MSA), which has been used to study several kinds of simple fluids, in particular the SW fluid,
but it has not been used to study SWB and SWBW fluids. Although other closure relations like
Percus—Yevick (PY) could be used [11, 33, 38], here we shall focus only on the HMSA and
MSA closures.
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The homogeneous OZ equation is given by [39]
h) =)+ p [ il =¥ e ar. @

where h(r) = g(r) — 1 and c¢(r) are the total and direct correlation functions, respectively,
and g(r) is the radial pair distribution function. Alternatively, the OZ equation can be written
in terms of the indirect correlation function y(r) = h(r) — c(r) by eliminating h(r) from
equation (2). In this work, the OZ equation is numerically solved by using a five-parameter
version of the Ng iterative method [40]. Since the OZ equation defines c(r) in terms of A(r),
an additional relation between c(r) and h(r) (or y (r)) has to be provided to close the system.
Many closure relations can be found in the literature of simple fluids and colloidal suspensions.
The simplest one is the mean spherical approximation, which can be written as

() = {—y(r)—l, r <o, 3)

_IBM(”), r>0’

where f = 1/kgT is the inverse of the thermal energy. On the other hand, the HMSA closure
relation can be written as [31]
[1 exp [(y (r) — ua(r) f (] -1
+
Q)

for r > o, supplemented by the exact hard-sphere condition ¢(r) = —y(r) — 1 forr < o.
In this equation, the total potential u(r) between particles is split into two parts according
to the HMSA recipe: u.(r) is the repulsive part of the potential, and u,(r) is the attractive
part. The function f(r) = 1 — exp(—ar) is a mixing function and « the mixing parameter.
The isothermal compressibility x of the system (normalized with the ideal gas compressibility
Xo = B/p) can be obtained through the relations x -~ "= (8B P/dp)7 (the virial route) and by
xo! = 1—pc(g = 0), where P is the pressure of the system and ¢(g) is the Fourier transform
of the direct correlation function. The OZ-HMSA approach enforces both routes to give the
same compressibility (x, = x.) by adjusting the mixing parameter, imposing therefore partial
thermodynamic consistency. The HMSA closure relation is an extension of an original relation
proposed by Rogers and Young (RY) [41]. Although the RY relation works very well for
systems with pure repulsive interactions, its applicability to systems with attractive interactions
is rather restricted [31, 42], which led Zerah and Hansen to develop their closure relation.

Once the OZ equation has been solved, the pressure P of the system can be determined
from the virial equation, which for the potential in equation (1) takes the form

3
pP _ 1+ g7{,003 |:Z K?Ag()»i):| ) )
P 3 i=0

c(r) = exp [—pu.(r)] ] —y(r) -1 “)

where A; denotes the discontinuity points of the potential, and Ag(};) = g()»f) —g(A;) is the
difference in contact values of the radial distribution function at the discontinuity. For a HS fluid
i = 0 and the summation only involves the term Ag(c) = g(o"). The SW fluid additionally
involves Ag(L) = g(A") — g(17), the SWB involves also the term Ag(),) = g()\;) —g(1y),
and finally the SWBW includes the contribution Ag(i3) = g()g') —g(3).

The theoretical calculations are compared to Monte Carlo simulations in the canonical
(NVT) ensemble [43, 44]. In all our simulations we used periodic boundary conditions, with
a minimum of N = 1024 particles and a minimum simulation box length L = 100, depending
on the density of the systems. The particles in the simulation box are initially placed in a
regular configuration at the prescribed density; this configuration is equilibrated for at least 10°
Monte Carlo cycles, where each MC cycle consist of N attempts to displace randomly selected
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g(r)

Figure 2. Radial distribution functions for system I, as obtained from HMSA (solid lines), MSA
(dashed lines), and MC simulations (symbols).

Table 1. Systems studied in this work. The scaling units are € and o, which define the reduced
temperature 7" = kT /€, the reduced energies €} = € /€ and €] = €3/¢, and the reduced density

,0* — pa3 .

System  Type T & € A A2 A3 TS s

1 SW 20 00 00 15 00 00 1226 0304
11 SWB 20 02 00 15 20 00 0972 0306
it SWB 20 04 00 15 20 00 0760 0.297
v SWBW 20 02 02 15 20 25 1344 0312

particles. After equilibration, at least 10° MC cycles are performed to determine the radial
distribution functions. For our study we use several values of the density, mostly in the range
0.1 < p* < 0.9, keeping constant the interaction ranges A = 1.5, 1, = 2.0, and A3 = 2.5.
In particular, four systems are considered, as summarized in table 1. As shown in this table,
only one reduced temperature is considered, namely, 7* = 2.0, which is above the critical
temperature 7. of the systems, and therefore the systems are far away from the binodal line.
The critical temperatures of the systems along with the corresponding critical densities p. are
shown in table 1. These critical points and the corresponding liquid—vapour phase diagrams
were obtained by using Gibbs ensemble Monte Carlo simulations [45, 46] and will be reported
elsewhere [9]. For system I, the liquid-phase diagram is reported in [29].

3. Results

3.1. SW fluids

We start our study with the SW fluid labelled as system I in table 1. For this system we
calculated the structure for several densities, covering the range 0.1 < p* < 0.9, which covers
from dilute to highly concentrated systems. In figure 2 we show HMSA, MSA, and MC radial
distribution functions (RDFs) for the selected densities p* = 0.1, 0.3, 0.5, 0.8. From the figure
we can appreciate that the structure predicted by HMSA agrees very well with the simulation
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Figure 3. Structure factor of SW fluids (system I) for several reduced densities, as obtained from
HMSA.

data and with previous reference hypernetted-chain (RHNC) calculations [47]. MSA, on the
other hand, fails to reproduce the structure in the region of the attractive well for low densities,
but the agreement improves greatly for p* > 0.4. From the figure it can be seen that, as
expected, the structure is enhanced when the density is increased. We note, however, that for
all densities the agreement of HMSA and MSA with simulations is very good beyond the well
of the potential. It is in the region of the well of the potential where discrepancies between the
two theories are revealed.

The radial distribution function g(r) is directly connected to the so-called structure factor
S(g) through the relation S(g) = 1 + pﬁ(q), where ﬁ(q) is the Fourier transform of the total
correlation function [39]. The structure factor describes the isothermal compressibility of the
system since S(g = 0) = x. [39], as can be easily checked from the definition of both S(q)
and y.. S(g) also gives structural information in the Fourier space and allows us to determine
the main length scales present in the system. For SW fluids three length scales determine
the structure, namely, the size of the particles o, the range of the SW potential Ao, and the
mean distance between particles dy,, which is defined as d, = p~'/3. In figure 3 we show
the structure factors of the SW fluid for several densities, as calculated by using HMSA; MSA
results are not included to avoid an overloaded figure. For large wavevectors (go > 2m/d})
the structure factor S(g) exhibits a main peak located at go = 2w, which means that an
important length scale of the SW fluid is the diameter of the particles. As the density of the
system increases this peak increases and shifts slightly to larger wavevectors, which reflects the
increasing correlations between the particles in the fluid.

The behaviour of S(g) at small wavevectors is interesting. Since S(¢ = 0) = x.
and S(¢ = 0) decreases when the density of the system increases, this means that the
compressibility of the system decreases. For low densities we observe that S(¢ = 0) > 1,
which means that the compressibility of the SW fluid is larger than its ideal gas counterpart.
On the other hand, we notice that the structure factor develops a distinct peak around ¢ = 0
for densities p* < 0.4. For low enough densities (for example p* = 0.1), this peak is of
similar or larger height than that of the principal peak of S(q) located at go ~ 2m. This
indicates that at low densities the system develops another important length scale that is much
larger than the diameter of the particles or the mean distance between particles. This suggests
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Figure 4. Radial distribution functions for system II, as obtained from HMSA (solid lines), MSA
(dashed lines), and MC simulations (symbols).

that at small densities the attractive well induces the formation of domains whose size is much
larger than the diameter of the particles; the local structure of these domains, however, would
be liquid-like, as indicated by the behaviour of the corresponding radial distribution functions
and structure factors shown in figures 2 and 3. Recently, similar trends have been observed in
model colloidal suspensions and protein solutions with attractive interactions [48, 49].

Included in figure 3 is the structure factor for p* = 0.9. For this density the height of
the main peak is slightly above the critical value S, = 2.85, where S, signals the solidification
of the system, according to the Hansen—Verlet criterion [50]. Thus, according to HMSA the
SW fluid reaches the solid phase close to this density, which is smaller than the corresponding
density of hard-sphere fluids (p* = 0.935). Note, however, that the radial structure of the SW
system is liquid-like because the underlying theoretical framework describes correlations in the
fluid phase.

3.2. SWB fluids

For SWB fluids the pair potential includes one square well and one square barrier. Each part
of the potential plays a role in the structure of the fluid, and many combinations are possible
for the relative strength of the well and the barrier. Here we only consider two cases, namely,
system II and system III presented in table 1. These two systems differ by the height of the
barrier. In one case €5 = 0.2 and in the other € = 0.4; in both cases A = 1.5, A, = 2.0,
and T* = kgT /e = 2.0. Figures 4 and 5 show HMSA, MSA, and MC RDFs for the selected
densities p* = 0.1,0.3,0.5,0.8. For €5 = 0.2 the structure of the fluid predicted by the
HMSA approach compares very well to the simulation data throughout the range of densities,
especially at low densities, where the simulation—theory agreement is excellent. This agreement
deteriorates slightly for very high densities (p* > 0.8). For a higher barrier, as illustrated in
figure 5 for € = 0.4, the overall simulation—theory agreement is still good, especially at
low densities. Although the contact values are in general well reproduced, HMSA slightly
overestimates the main contact value for p* > 0.5. We find that for larger values of € the
simulation—theory agreement increasingly deteriorates (data not shown), especially the contact
values, although the main features of the radial distribution functions are captured by the HMSA
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Figure 5. Radial distribution functions for system III, as obtained from HMSA (solid lines), MSA
(dashed lines), and MC simulations (symbols).

S(q)

0 5 10 15 20
qo

Figure 6. Structure factor of SWB fluids for several densities, as obtained from HMSA. In the main
figure, €5 = 0.2 (system II). In the inset, € = 0.4 (system III).

theory. The performance of the MSA theory for SWB fluids, on the other hand, follows the
same trends as already observed for SW fluids; for small densities it deviates from the MC data
in the region of the well, but its performance improves as the density increases.

Structure factors for SWB fluids are shown in figure 6, covering the density range
0.1 < p* < 0.9. In the main body of the figure are shown systems with €5 = 0.2. For
large wavevectors (go > 2m/d}) the structure factors follow the same trends as presented in
figure 3. The dominant length scale of the systems is the size of the particles, since the position
of the main peak is located around go =~ 2. The heights of the peaks are, however, higher
for SWB fluids than for SW fluids. This is clearly an effect induced by the presence of the
repulsive barrier, which increases the correlations between the particles and induces more local
order at short distance. As a result, SWB fluids reach the solid transition (according to the
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g(r)

Figure 7. Radial distribution functions for system IV, as obtained from HMSA (solid lines), MSA
(dashed lines), and MC (symbols).

Hansen—Verlet criterion) faster than SW fluids, as can be observed from the comparison of the
main peaks of S(g) at p* = 0.9 for both SW and SWB fluids. This re-entry of the fluid—solid
transition is similar to that observed in crystal and glass transitions of SW fluids [25-27], where
it has been shown that the repulsive part of the potential (which tends to disperse the particles of
the fluid) and the attractive part (which tends to reduce the average distance between particles)
compete strongly and modulate in a non-trivial way the structure of the fluid. From the figure
we see that the presence of the barrier also modifies the low-g behaviour of S(g). In general
the behaviour of S(¢ = 0) shows that SWB systems are less compressible than SW systems.
Although the structure factor at ¢ = 0 develops a peak for small densities, it is always smaller
than that of the main peak. This indicates that the inclusion of the barrier tends to prevent order
at large scales, inhibiting the formation of large-scale domains.

The trends just described in the previous paragraph are more notorious for larger values of
the barrier, as illustrated in the inset of figure 6, where the structure factors for €5 = 0.4 are
presented. In fact, as can be seen by comparing the data in the inset with the corresponding
data in the main body of the figure, the height of the main peak increases with the strength
of the potential. This is a clear indication that the barrier induces stronger correlations and
ordering in the systems. In fact, for € = 0.4 there appears another peak in the structure
factor at go =~ 2m/A,. This peak, although weak, appears for low values of the density and
disappears at high densities. The appearance of this peak indicates that another length scale,
namely, Ao, starts to dominate the structure of the systems. This is expected since in the limit
of infinite barrier the SWB systems become systems of hard spheres of diameter A,o. We note
that the trends observed here are consistent with those reported in [S1-53] for similar systems,
where a repulsive barrier is employed to stabilize the liquid branch of the systems, suppressing
liquid—gas separation.

3.3. SWBW fluids

In figure 7 we show the radial distribution functions for system IV in table 1. This system
corresponds to an SWBW fluid at reduced temperature 7* = kg7 /e = 2.0 and pair potential
parameters €5 = 0.2, € = 0.2, A = 1.5, 4, = 2.0, and A3 = 2.5. The figure shows HMSA,
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S(a)

Figure 8. Structure factor of SWBW fluids (system IV) for several densities, as obtained from
HMSA.

MSA, and MC data for the selected densities p* = 0.1, 0.3, 0.5, 0.8. Overall, the comparison
between HMSA and MC data is very good, especially at low and intermediate densities. For
p* > 0.6, however, it can be seen that HMSA does not reproduce well the contact values
predicted by MC, especially the main contact values; the rest of the structure is well reproduced.
The performance of MSA, on the other hand, follows the same trends as already observed for
SW and SWB fluids.

The structure factor of SWBW systems is shown in figure 8. It is clear from the figure
that the local order and the compressibility are strongly affected by the presence of the second
attractive well. On the one hand, there is an increase in the local order for large wavevectors,
as evidenced by the high peaks of the structure factor around the wavevector go = 27; on the
other hand, there is a dramatic increase in the compressibility and long-range order (i.e. very
low g vectors) for low densities. This effect disappears at high densities due to the entropic
contributions since the excluded volume interactions dominate the structure at these densities.
In SW fluids we found that the attractive part of the potential induced this long-range order; in
SWBW fluids, however, it is the combination of the barrier and the wells that induce this order,
since in this case the effective range of the attractive interactions is increased. In any case, the
addition of a secondary attractive part to the potential seems to induce strong correlations both
at short and large particle separations, the last one indicating the possible formation of domains
at low densities. Interestingly, we observe that for p* = 0.1 the low-¢g behaviour has reversed
its trend, drastically decreasing the long-range order and compressibility of the system. This
effect arises because for this density most of the particles are separated by the mean distance
di =~ 2.15, i.e. beyond the direct influence of the barrier (A, = 2.0), but in the region of
the second attractive well. These particles therefore have to surmount an unfavourable barrier
Ae = €; + €3 to get closer. This same effect, although weak, can be observed already in
figure 6.

3.4. RDF contact values and pressure

In sections 3.1-3.3 we presented results for the radial distributions and structure factors of
discrete potential fluids. We found that the overall structure predicted by HMSA compares
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8

Figure 9. Reduced pressure P* = BP/p of SW fluids (system I) as a function of density. Solid
lines correspond to HMSA, dashed lines to MSA, and symbols to MC. In the inset, HMSA and MC
contact values as a function of density.

well with Monte Carlo simulation data. However, another comparison between theory and
simulations can be done at the level of the thermodynamic pressure of the systems. Since the
pressure of DP fluids depends on the contact values of the RDF (see equation (5)), it is important
to predict accurately the contact values. In this section we present comparisons between HMSA
and Monte Carlo for the pressure and contact values of the radial distribution functions for the
systems described in table 1.

Figure 9 shows the pressure of the SW fluids studied previously for HMSA (solid line),
MSA (dashed line), and MC (symbols). The HMSA results are in very good agreement with
the simulation data up to very high densities. The only point in the curve that is not well
reproduced by the HMSA theory corresponds to p* = 0.9. The good theory—simulation
agreement observed in the figure is the consequence of a good prediction of the contact values
of the radial distribution functions at the discontinuities of the potential, as illustrated in the
inset of the figure. In this inset we present results for the HMSA and MC contact values
g(c™), g(A7), and g(A™) as a function of the density of the fluid. Here we see that all the
contact values are well predicted. The mayor deviations are observed at p* = 0.9, which
leads to the underestimation of the theoretical pressure observed in the figure. We note that
the contact value g(o*) is a strongly increasing function of the density, which is the typical
behaviour of hard-sphere fluids. The other contact values decrease with density. Since Ag(A)
decreases slightly, the strong increase of the pressure as a function of density is dominated by
the contributions of the main contact value.

Figure 10 shows the pressure of SWB fluids with interaction parameter €; = 0.4. Both
theory and simulations are included. The behaviour here is similar to that observed in the
previous figure. In this case, however, HMSA deviates from the simulation data for p* > 0.75.
This is due to the inability of the theory to predict correctly the contributions of the several
contact values of the radial distribution function at high densities. In contrast to the SW case
where only three contact values contribute to the pressure, for SWB fluids five contact values
have to be predicted accurately to maintain good theory—simulation agreement. The inset of
the figure shows, for € = 0.4, the contact values predicted by HMSA and those obtained
by simulations. From this inset we see that the main contact value increases with density,

11
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Figure 10. Reduced pressure P* = SP/p of SWB fluids as a function of density for € = 0.4
(system III). Solid lines correspond to HMSA, dashed lines to MSA, and symbols to MC. In the
inset, HMSA and MC contact values as a function of density.
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Figure 11. Reduced pressure P* = BP/p of SWBW fluids (system IV) as a function of density.
Solid lines correspond to HMSA, dashed lines to MSA, and symbols to MC. In the insets, HMSA
and MC contact values as a function of density. In the top inset, g(o+) (circles), g(17) (squares),
and g()ﬁ) (diamonds). In the bottom inset, g(A, ) (down triangle), g(}»;) (up triangle), g(A3) (left
triangle), and g(k;) (right triangle).

with good theory—simulation agreement, except at moderate densities. The contact values at
r = Mo, on the other hand, decrease with density, with good theory—simulation agreement
except at high densities. For r = X,0 the contact values increase with density, the agreement
with simulations is good, and the difference Ag(X,) is small. Thus, the theory—simulation
discrepancies at ¥ = ¢ and r = Ao account for the theory—simulation deviations observed in
the pressure.

The pressure for SWBW fluids is shown in figure 11. In this case, the HMSA gives a
good estimation of the pressure at low densities, slightly overestimates it at moderate densities,
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and underestimates it at higher densities. Overall, the agreement with simulations is good
for densities up to p* =~ 0.75. Beyond this density the discrepancies are important. The
comparison between HMSA and MC contact values is presented in the two insets. The top
inset shows the contact values at » = o and Ao, and the bottom inset at r = A,o and Azo.
The behaviour of the contact values is clearly seen in these insets: the contact values at r = o
and Ao (which define the repulsive parts of the potential) increase with density, whereas the
contact values at Ao and A3o (which define the attractive parts of the potential) decrease with
density. All these trends are confirmed by the simulations. From the comparisons in the insets
we see that the main contact value predicted by HMSA agrees well with simulations for low
densities, but overestimates it at intermediate densities, which is reflected in the corresponding
comparison of the pressure. At high densities the secondary contact values show discrepancies
with simulation. These discrepancies lead to the theoretical underestimation of the pressure
observed in the figure.

MSA results for the pressure are also included in figures 9—11. As shown in these figures,
MSA predicts very well the pressure of the systems up to densities p* = 0.5. For larger
densities MSA clearly deviates from the MC and HMSA data, underestimating the pressure
systematically as the density increases.

4. Summary

In this work, we have studied both structural and thermodynamic properties of discrete potential
fluids by using the Ornstein—Zernike equation together with the HMSA closure relation. The
results were compared with the mean spherical approximation theory and with NV T Monte
Carlo computer simulations. We found that far away from the coexistence region HMSA
provides an accurate description of the system properties, and that HMSA is a better approach
than MSA.

We also found that, in the regime of applicability of HMSA, the inclusion of attractive and
repulsive components in the potential promotes dramatic changes in the local and long-range
order of the systems. We observed that the attractive components induce higher compressibility
and the possible formation of clusters or domains, which locally show a fluid-like structure. On
the other hand, the repulsive part of the potential tends to stabilize the systems, inhibiting the
formation of these domains and lowering the compressibility. Also, we found that, in general,
the (virial) equation of state provided by the HMSA relation describes well the pressure of the
systems.

Finally, we conclude that this work allows us to identify regions of applicability of the
HMSA closure relation when it is applied to simple fluids with both attractive wells and repul-
sive barriers. This information becomes useful for inhomogeneous systems or dynamic theories
where accurate knowledge of the bulk properties is required [4, 25, 27, 51, 52, 54-56].
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