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Various approaches are reviewed that use scaled particle theories to describe dumbbell fluids made of tan-
gent or overlapped hard spheres. Expressions encountered in the literature are written in a form similar to
that presented in the thermodynamic perturbation theory introduced by Wertheim for chains and developed in
statistical associating fluid theory (SAFT). Analogies and differences observed in these two types of theoretical
descriptions allow one to propose alternative theoretical expressions to describe dumbbell fluids with overlap-
ping spheres.
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1. Introduction

The description of thermodynamic properties of media containing non-spherical objects is still
important in many fields of fundamental or applied science. It still presents difficulties, in particular in
the description of phase transitions and the various types of phases generated according to the geometry
of the objects. Convex objects were described previously using extensions of scaled particle theory
(SPT), which was initially introduced for spheres [1l]. These extensions, sometimes found using virial
developments, have given rise to various conformal theories [2H5]. They have led in particular to free
volume theories [6]] used to describe phase transitions, as well as to some approaches of inhomogeneous
fluids [7]].

Furthermore, the chains of spheres linked together could also be described within the thermodynamic
perturbation theory (TPT) proposed by Wertheim [8), 9], which led to the statistical associated fluid
theory (SAFT) [10] and its extensions currently used to describe polymer fluids. This approach separates
the thermodynamic quantities considered (free energy or pressure) into a reference contribution, related
to the subunits in absence of connection, and into a contribution induced by the connectivity between
these subunits necessary to form the chains. In addition, the spheres constituting the chains are most often
constrained to be tangent because the description of spheres with overlap proved to be more difficult.
However, in the extensions of the TPT used to describe polymers, it is often useful to be able to describe
various subunits within chains as groups of spheres with overlap. Better consideration of such subunits
with the scaled particle theory could be useful to improve the application of TPT to polymers.

On the other hand, chains of spheres cannot in principle be described with scaled particle theory or its
variants because these objects are non-convex. However, the theoretical SPT models of spherocylinders
have been adapted to describe linear chains. In particular, this has provided a good description of dumbbell
fluids formed of two overlapping spheres. This is probably due to the similarity in shape between these
dumbbells and slightly elongated spherocylinders. Another conformal theory, called scaled field particle
(SFP) theory and having similarities with SPT, has also been used to describe dimer fluids. Then, in this
work, these two versions of conformal theories were reviewed and applied to describe thermodynamics
of dimer fluids. This paper is dedicated to Yu. V. Kalyuzhnyi, who has made significant contributions in
many different research areas related to statistical mechanics, especially in integral equation theories.

This work is licensed under a|Creative Commons Attribution 4.0 International License. Further distribution 33504-1

of this work must maintain attribution to the author(s) and the published article’s title, journal citation, and DOL


https://doi.org/10.5488/CMP.24.33504
http://www.icmp.lviv.ua/journal
https://creativecommons.org/licenses/by/4.0/

0. Bernard

The reference contribution in TPT is that of dissociated hard spheres. Then, in the next section,
the description of hard spheres and its use in TPT theory is presented. A theoretical expression of
the dimer pressure obtained using integral equations is also given to later highlight links with the other
approaches presented. In the following section, various conformal or free volume theories inspired by SPT
are presented. Conformal theories describe the thermodynamic quantities of fluids by using geometric
parameters characteristic of the bodies considered, such as their volumes, surface areas and mean radii.
The two types of conformal theories studied do not use exactly the same set of parameters. In addition,
for each type of conformal theory, from the original result a corrective term has been added to obtain
an improved version. The corrective term depends also on the set of geometric parameters. Since the
two types of conformal theories do not use exactly the same geometric parameters, the corrective term is
different. So, for each theory we have presented both the original version and the improved version to be
able to better study the influence of the corrective term.

At small separation between the spheres constituting the dimer, when the larger sphere tends to
completely overlap the smaller one, it is known that the two types of conformal theories tend towards
the same result. The difference between the results given by the two approaches increases with the
elongation between the components of the dimer. Then, in the next section, in order to highlight the
differences between the two conformal approaches, these theories were first applied to dimers made of
tangent spheres. For this particular configuration, all of the above-mentioned geometric parameters can be
expressed from the diameters of the hard spheres. Then, the thermodynamic quantities coming from the
various conformal theories, were rewritten as a function of the diameters of the hard spheres instead of the
aforementioned geometric parameters. In particular, when the hard spheres have all the same diameter,
the pressure of the dimer fluid is described simply as a function of the volume fraction. Moreover, these
expressions were split into two part according to the same dividing found in the TPT, namely a reference
term of dissociated hard spheres and a connectivity term due to the links between spheres. This made it
possible to better analyze the reference term and the connectivity term in each of the theories. This made
it possible to explain the differences observed in the description of the thermodynamics deduced from
simulations.

After this analysis of previous works, in the following section alternative relationships have been
established to describe first dumbbells made of tangent spheres, and then those with overlap. A comparison
was given with the results of simulations. In a last part we conclude this work and present the prospects
that it suggests.

2. From integral equations to perturbation theory for hard spheres and
tangent hard sphere dimers

2.1. Integral equation for dissociated hard spheres fluid

A proper account of the excluded volume of various species is essential to describe thermodynamic
properties such as the pressure P of liquids and concentrated solutions [11H14]]. Since the sphere is
the simplest object taking into account the repulsion at short distances, all the constituents were first
considered as hard spheres. In addition, molecules of complex shape can be represented using collections
of spheres linked together. Therefore, it seems essential to first properly describe the properties of these
subunits constituting these assemblies. Numerical simulations make it possible to precisely determine
the structural and thermodynamic properties of model systems. However, their implementation is cum-
bersome and does not lead to explicit expressions of the studied quantities. As an alternative, studies
of the structural and thermodynamic properties of hard spheres were undertaken using the Ornstein-
Zernike (OZ) integral equations [15]. Among various closure relations useful in solving these integral
equations, the Percus Yevick (PY) approximation [[16] has proven particularly suitable to describe hard
spheres. In addition, it provides analytical expressions of some structural and thermodynamic quantities.
Notably, the PY approximation allows one to access the radial distribution functions g;;(r) between all
pairs of components i and j present in the liquid [17H19]]. Various thermodynamic quantities can be
calculated from the radial distribution functions g;;(r) [20]. In particular, from the relation defining the
compressibility as a function of these g;;(r), an analytic expression of the pressure has been deduced by
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integration [21H23]]
6| & | 34L 345
n|1-& (1-67 0-57)

where 3 is equal to 1/kgT with kg the Boltzmann constant and T the temperature. The terms ¢, are given
by

BPyy = 2.1)

! n
L= ; prot, (22)

where px and oy are the number density and the diameter of component &, respectively. Subscript
“py”, under the symbol P, means that the pressure was obtained in the PY approximation, and the

[TPRLl

superscript “c” has been added to remind that this expression comes from the compressibility relation.
The virial relation also provides an analytical expression of the pressure P}, which is however less precise
in comparison with the results deduced from numerical simulations. An alternative expression of the
pressure somewhat more accurate than that given by equation (2.1)), has been deduced by a combinaison
of the pressure deduced from the virial and the compressibility relations, first in the case of a single

component [24] and then for mixtures of several constituents [25} 26] :

6| & 3408 3523_52343
Pey = — . 2.3
e e TR TRAS 23

The subscript “BM” means Boublik-Mansoori, to recall the initials of the two first authors of the articles
in which were established the corresponding expression for mixtures of several constituents [25) [26].
The “BmcsL” subscript (or superscript) is often used to denote this equation, to recall the initials of
all the authors who established it for mixture of components [25, |26]]. Here, we limited the number of
letters in subscript to alleviate the notation. Expressions giving an even better description of the pressure
obtained by simulation were proposed later. However, in this article we limit ourselves to this level
of refinement, compared to the expression (2.I)) determined using the PY approximation. Indeed, the
passage of equation (2.1)) to (2.3) is simple enough to be used later in the context of expressions describing
non-spherical objects. Moreover, equation (2.3 is commonly used both in perturbation theories and in
applications to describe experimental systems. Thereafter, from these expressions of the pressure, other
quantities, such as the free energy A or the chemical potentials y; of various j constituents, can be
deduced by integration or differentiation. They will also be useful when applying perturbation theories
which take the fluid of dissociated hard spheres as a reference.

2.2. Integral equations for dimers made of tangent hard spheres

Model molecules, made of assemblies of hard spheres were considered. Dimers made of hard tangent
spheres are the simplest of these aggregates. In order to describe dimers with integral equations, attractive
sites were added on their surfaces. These sites induce the formation of bonds between the spheres. If there
is only one site per sphere, only dimers can be formed. Since the sites occupying a very small fraction of
the surface of the spheres, the attractive interactions are highly directional. Dimers are formed only when
two contacting spheres have their sites oriented towards each other. In the other configurations, particles
interact only with the purely radial potential (hard spheres potential). The consideration of these highly
directional potentials permits using various integral equations to describe the structure and interactions of
these hard sphere assemblies [8| 9, [27H33]]. In particular, Wertheim’s OZ equations (WOZ) [18 9} 29-32]
were applied to the description of dimers formed by tangent spheres [31} [34-36]]. As an extension of
the PY relation, a polymer Percus Yevick (PPY) closure relation was used. Moreover, the density p;
of various i species, is decomposed into the density of free i species p?, and dimers pp. Considering,
for simplicity only, two species 1 and 2 which can link together to form dimers, we have the mass
conservation relations, fori = 1 or 2,

pi = P} + Po. (2.4)

with
po = 0] p3 K* g5(012). (2.5)
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where K is an association constant (which can be expressed as an integral dependent on the attractive
potential [31]), and g?g(oqz) is the pair distribution between unassociated species 1 and 2 at a contact
distance o5 = (0 + 02)/2. The solution of the WOZ equations allows one to accurately describe
the interactions between these constituents. As in the case of the dissociated hard spheres, analytic
expressions of the pressure, deduced from the virial and compressibility relations, were obtained. Here
again, the expression deduced from the compressibility is the most efficient [31} 36].

2
BPSy = BPS, - pip5 K° [g?é’(onz)] (2.62)
= BP%, — pp 99 (012). (2.6b)

The definition of pp, given by the equation (2.5), has been used to go from equation (2.6a) to (2.6b).
Furthermore, in the PPY approximation, it was found that 9?3(0'12) is equal to g} (o12) [31L135], which
is the corresponding pair distribution function at contact, obtained in the PY approximation for hard

spheres without attractive sites. Moreover, g}3(c12) is given by [19]

1 + 342 0107
-4 (-l o+o

gpy(o2) = 2.7)

Equation (2.6b) was also established within various integral equations devoted to the description of
properties of chain fluids [37-40]. As a generalisation in equation (2.6b), for chains of density p.
containing m subunits, pp is replaced by (m — 1) p.. In the next section, when comparing the various
approaches, we come back to the explicit expression (2.6b) derived from the compressibility relation
within the PPY approximation.

2.3. Thermodynamic perturbation theory for dimers made of tangent hard spheres

As an alternative, a thermodynamic perturbation theory (TPT) was also developed to take into
account the effect of the bonds formed between the particles on the thermodynamic properties of the
fluid [8}9,29-32]). The generalization and application of this theoretical path in the SAFT led to one of the
most accurate equations of state for tangent hard sphere chains [10, 141H43]]. These approaches describe
the thermodynamics in terms of the reference fluid distribution functions regardless of the amount of
bonding. The residual Helmholtz free energy A can be separated into two terms as follows:

ﬂATP’T B ﬁAref +ﬁAbond
Vv Vv 7

2.8)

where A™! is the reference Helmholtz free energy contribution from the dissociated free monomers, and
APond s a contribution related to the formation of bonds. In the Ist order perturbation theory, the term
A" can also be evaluated from the properties of the reference system without association.

BAw: _ pA™!

v v —(m—=1) pc Ing™ (c12). (2.9)

In the second term of equation (2.9), related to the connectivity within the chains, m is the number of
monomers, p. the number density of the chain and g™(cr|,) the pair distribution function between two
monomers at a distance of contact o5 in the reference fluid without association. For simplicity, it is
assumed here that all the monomers are separated by the same contact distance in the chains. If the
reference fluid consists of hard spheres, the reference free energy can be described using either the PY
expression,

PAw

Vv

3404 N 34“23
1= 2(1-5)?|

6
== —-{oIn(1-43) + (2.10)
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corresponding to the expression of the pressure given by equation (2.I) or the improved expression
associated with the pressure given by (2.3),

A 6 (8 3 S
ﬂngl(g—z—@)lnu—@H hb, 4 l

;3 1-4 50-5)7

This latter expression is the one generally used because it leads to the results closest to those given by
the simulations, in comparison with those given by equation (2.10). However, we have also presented
expression (2.10), deduced from the PY theory, because it can also be recovered using other theories
presented below in this article. This property will be used later to develop new improved expressions. In
the second term of equation (2.9), the pair distribution function at contact can be described either using
an expression deduced from the OZ equations, or using an expression corresponding to the improved
expression of pressure . The pressure P,y = P* + PP can be deduced from equation (2.9) by
differentiation

@2.11)

ref
Bl = BP — (m = 1) p. 1+Zpk‘9h‘g—("”)l. @12

X dpk

In the same way, when the reference fluid consists of hard spheres, the reference pressure P™f can be
described either using the PY expression (2.1)), or the improved expression (2.3)). It is recalled that in the
case where only dimers are formed, m = 2, the concentration of chains p. denotes the concentration of
dimers pp. Then, in equations and (2.12), (m — 1)p, can be simply replaced by pp.

Attempts have been made to extend TPT to fluids of fused sphere chains [44-47]). In equations (2.9)
and the distribution function ¢™'(cj») is replaced by a cavity correlation function y(I) where
I < oy, is the distance between the spheres linked together. Moreover, an effective number of tangent
monomers was used by requiring that the second virial coefficient of the chain of tangent spheres should
be equal to that of the chain of fused spheres. In the case of fused spheres, this second virial coefficient
can be expressed in terms of parameters of non-sphericity which account for the molecular shape of the
chain. This approach is based on the contribution of various conformal theories describing the properties
of objects of various shapes.

3. Conformal or free volume theories

One of the goals of conformal or free volume theories is to attempt to describe individual chemical
potentials and an equation of state of convex body in terms of a relevant set of parameters such as the
volume, surface area and the mean radius of curvature which characterize the shape of all the components.
This approach was first performed in the scaled particle theory (SPT).

3.1. Scaled particle theory

The SPT was first developed to describe the hard sphere fluids [1} 48]. Analytical expressions of
the radial distribution functions at contact and of thermodynamic quantities were obtained. It is noted,
that the resulting expression of the pressure is identical to that given in equation (2.1)), derived from the
compressibility relation and the PY approximation. The SPT was extended to the description of convex
objects other than hard spheres, such as ellipsoids and spherocylinders. In particular, the studies of prolate
spherocylinders led to an analytical description of the pressure [49-551]]

P rs gs?

+ + ,
l-v (1-v? 3(1-v)

P:ZPi, U:ZPiVi, S=Zpi5i, rZZPiRi and CI=ZPiRi2~
7 7 3 ; 3

This result for P, is no longer only a function of the diameters of the spheres, but is also expressed as
a function of the volume V;, of the surface area S; and of the mean curvature R; of each i object. This

ﬁPspr:

3.1)

where:
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formula is a generalization of that obtained within SPT for mixtures of hard spheres. In this case, the
geometric parameters are related to the diameters o;: R; = 07/2, S; = J'[O'l.z and V; = (m/ 6)0-13. Using
these relations in equation (3.1}, leds to the relation (2.1I), previously deduced from the compressibility
in the PY approximation.

An improved scale particle theory (ISPT) was developed as a generalization of equation (2.3), and a
more accurate expression of the pressure was obtained [2]

23—
p_ IS 2+qs (3 1;)
l-v  (1-v) 9(1-v)

BPISPT = (32)

Here also, when all the constituents are spherical, this formula becomes identical to that given by
equation (2.3)). In principle, SPT is only applicable to convex objects. Dumbbells resemble prolate
spherocylinders but are not convex and the result of the SPT should not be used for these model molecules.
Nevertheless, the previous equation (3.2)) was applied to fused dimers [52] and the results agree well with
the simulation data [53]]. Otherwise, equation (3.1)) leads to an exact second virial coefficient and to an
approximate third coefficient. On the other hand, equation (3.2)) provides a third virial coefficient closer
to the exact value. It is noted that the different values found for the third coefficient seems to be related to
the difference observed between the third terms to the right of the equality in each of these two equations.
Moreover, there are other theoretical developments attempting to jointly describe the thermodynamics
and the structure of fluids of convex objects.

3.2. Scaled field particle theory

Scaled field particle (SFP) theory provides an explicit expression of direct correlation functions
in addition to the quantities also determined by SPT [4]. The expressions of various thermodynamic
quantities are very close to those deduced within the SPT. In particular, the pressure is written with an
expression very close to equation (3.), derived under the SPT:

BP =L+ 2 +L >
T l-v o (1-v? 12m(1—p)

(3.3)

This formula differs only in the last term, where ¢s is replaced by s3/(47).

In the same way, an improved scale field relation (ISFP) was proposed as a generalization of that
leading to equation (2.3). This relation can be easily deduced from equation (3.2)), by replacing, in the
third term to the right of the equality, gs> by s°/(4m).

3(3
p_ s S (3 U)g.
I-v (1-v)* 36m(1-0v)

:BPISFP = (34)

From the SPT and the SFP, we have introduced four possible expressions to account for the pressure
variations observed in a fluid of convex objects. In the following sections, a comparison between these
various relationships is presented, when used to describe a fluid of tangent or fused hard dimers. New
expressions are also established based on the mathematical form of the TPT equations (2.9) and (2.12).

4. Application of conformal theories to dumbbells

A comparison of the results obtained using various conformal theories introduced in the previous
section may be done, when the fluid is made of dumbbells. Dumbbells made of two spheres, denoted by
indices 1 and 2, of diameters 07| and 07, separated by a distance: [ < o3 = (0] + 03)/2, are considered.
The characteristic quantities V)5, S12 and R;; of these objects are [4} 146 147]

3 3 (0 -c3)’
0'13+0'23+§(0']2+0'22)l+—4—l3, 4.1)

JT
V2= 15 16 I

12
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_ 2
S =2 o2+ 02 + (o +0) o)) (4.2)
2 41
R _ ] 0'+0'+l+(0-1_0-2)2 4.3)
12—4 1 2 4] .

Assuming that o is greater than o, one can first determine the values taken by these quantities when
[ < (01 —07)/2. In this case, sphere 2 is completely included in sphere 1 and various geometric quantities
defined above take the values corresponding to sphere 1 alone. Once these quantities are known, when
only dumbbells are present (with p; = p»), the pressure can be determined. It is found that the expressions
of Py and P, are identical to P§,, given by equation || with &, = (/6)p10 and n = 0,1,2 and
3. In the same way, the expressions of P and Py are identical to Pyy, given by equation . Then,
when [ < (0] —0%)/2, SPT and SFP expressions of the pressure merge to the PY compressibility relation
for hard spheres, and ISPT and ISFP expressions merge to the improved BMCSL for hard spheres.

The limit where [ = o7, is also very important. Again, in this case the various geometric quantities can
be explained in terms of the diameters of the spheres only. The thermodynamics deduced from conformal
theories leads to relations similar to those obtained with TPT. These relationships are presented in the
following subsections.

4.1. Pressure for dimers made of tangent hard spheres

When the two spheres are in contact: [ = o3, then Vi = (7t/ 6)(0'13 + 0'5’) and Syp = n(o-l2 + 0'22), are
the sum of the volumes and surface areas of the two spheres, respectively. However, the quantity Ry is
different from the sum of the two separate radii, namely Ry; = (o1 + 02)/2 — o102/[2(01 + 02)].

Now, in the case of a dimer formation equilibrium, let us denote by p? and pg, the densities of fully
dissociated particles 1 and 2, which can form dumbbells D, of number density pp, with the equilibrium

(H+2)= (D). 4.4)

With this chemical equilibrium, it is observed that the concentrations that naturally occur are p(l), p(z)
and pp and not directly p; and p», the total concentrations (free or bound) of particles 1 and 2. Then,
from the SPT equations, the pressure Pspr can be evaluated by considering the fluid as a mixture of two
kinds of hard spheres components, of densities p(l) and pg, and dimers, of density pp. The geometric
parameters, R;, S;, Vi, of these two kinds of an object can be determined thanks to the equations (4.1))-
(@.3). The introduction of equilibrium makes it possible to link the chemical potentials of free and linked
species. In addition, the quantities of the three species involved in equilibrium are related by the mass
conservation relations (2.4). It has been noted previously [54] [55] that the thermodynamic relationships
for systems with association can be described equivalently, either with the densities of the various species
in equilibrium or with the total densities of species 1 and 2, considering pp the density of pairs as a
function of total densities. In the case of dumbbells made of tangent spheres, the integral equations within
the PPY approximation and the perturbation theory lead to expressions which are functions of the total
densities and of the density of dimers. Then, from the conformal expressions (3.1)—(3.3), equations are
established which are also expressed as a function of the total and dimer densities.

Thus, in the SPT equation with three constituents, one can first replace the densities p(l) and pg
by p1 — pp and py — pp, respectively, in the quantities p, r, s, ¢ and v. One then obtains, when [ = o

3{22 0'120'22
(1-84) (o1 +m)?|

where g7 (0712) is given by equation (2.7). In the equation (4.5)), the terms £, (n = 0, ..., 3), appearing
in BP§, and in the second part of the equation, are calculated by considering the total concentrations p;
and p, of the two constituents :

BPspr = BPEY ~ Pp gll);(O-IZ) - 4.5)

T
tn = ¢ (1o + p207). (4.6)
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Figure 1. (Colour online) Equation of state for tangent hard sphere dumbbells. Lines from top to bottom

represent, respectively, — - -— SPT equation #3), - - -- SFP equation (#38), — ISPT equation (#.7),
- - - ISFP equation @I) Diamonds are simulation results (from [53]).

In the same way, for the improved SPT, equation (3.2) led to

5GB-8) ofoy

(1-5)° (o1+m)?]|

BPiser = BPeu — Pp QTZ(O—IZ) - 4.7

The same procedure can be applied to expressions deduced from the SFP theories. When [ = o2,
equation (3.3) led to

BPsw = BPy, = po g13(012). (4.8)

Similarly, from the equation for the improved SFP theory, one gets
BPisie = BPsm — pp 911)\2{(0_12)- 4.9)

Note that the four equations @.3), (@.7), @.8), (.9) have a mathematical form similar to that of the
TPT equation given by (2.12). Indeed, they are all composed of a first term, related to the dissociated
hard spheres, and a second term due to the connectivity between the spheres. By analogy with the
equation , the first pressure term can be regarded as SP™', the reference pressure, and the second
term as BP°", the contribution due to the formation of bonds. Apart from the proportionality to pp,
the connectivity term only depends on the total densities of the hard spheres. In addition, the reference
pressure is given by the PY expression in the original SPT and SFP theories. As expected, in the equations
deduced from the improved theories, the reference pressure is given by the BM expression. We notice that
in SPT theories the term of connectivity is different between the original version and the improved one.
On the contrary, the connectivity term is the same in the original SFP theory and in the improved one.
Moreover, the expression (4.8), deduced from the original SFP theory, is identical to that given by (2.6b)),
which was established using integral equations. Equation (4.9) was also proposed as an alternative to
equation (4.8) within the framework of chain theory [37].

The results of the calculations carried out with these various formulae, for tangent homonuclear
dimers (i.e., with a distance between its constituents: / = o;), are shown in figure [I} As it has already
been said before, the curve deduced from the improved theory ISPT with equation (3.2) is closest to the
simulation results. Then, by comparing the initial expressions (3.1I) and (3.3)) obtained with SPT and SFP
respectively, it is seen that they give values that are too high but that the latter is closer to the simulated
values. Finally, the improved version ISFP gives values that are too low.

33504-8



Relationship between TPT and SPT for fused dimers fluids

4.2. Connection with TPT deduced from free energy

In the previous subsection, it was shown how, from the conformal equations (3.1)—(3.3)), applied to
dumbbells formed by tangent spheres, the pressure can be split into a term of hard spheres repulsion
and a term of connectivity between these spheres. This separation is similar to that encountered in the
expression of pressure in the TPT theory. Now, to further the analogy between the two kinds of
description, we study the equations describing the free energy in conformal theories. The excess free
energy can be deduced from the pressure by integrating the densities in each of the approximations
presented above. Thereby, starting from equation (3.1)) for P, we find within the SPT

Agr rs gs*
B =—pln(l —v)+ + . (4.10)
14 I-v 6(1-v)
In the same way, the free energy associated with the Pigpr pressure is given by:
A 2 2
ey | G | P/S T) S B, L @.11)
1% 9p2 L-=v  9p(1-0v)?

As previously, the free energies Agy, related to the pressure Py, and A, related to the pressure Pigp,
can be deduced from the two preceding equations by replacing everywhere gs? by s° /(4m).

Now, the explicit relations of free energy, devoted to dimers formed of tangent spheres are presented.
The mixture of dimers of density pp and of the two dissociated monomers of density p(l) and pg is
consider again. As previously, using mass conservation, p? and pg are expressed as a function of the total
concentrations p; and p; and of the dimer concentration, namely, p(l) = p; — pp and pg = 02 — Pp.

Equations (#.10) and (@.T1)) of the SPT theory are considered first. From the original relation (.10,
when [ = o7, the application of the mass conservation leads to

Agr(l = 0 AS
plnllZ00) _ g0 in Gl (4.12)
Vv \%
where Ag, is given by the equation (2.10) and
3 oo 34 olo;
In Gur(e12) = ~In (1 - &) + 2 7172 : % (4.13)

1-G oi+02 2(1-&) (00 + o)

As previously, in the expression of AS, and In Gr(072), appearing in equations and , the
terms ¢, (withn = 0, ..., 3) are calculated with equation (4.6)) by considering only the total concentrations
p1 and p, of the two constituents. A similarity can be seen between the form of equation (4.12) and
that of equation (2.9), describing A, the TPT excess free energy. The first term, to the right of the
equality in the equation , corresponds to the reference free energy A™ in the equation , when
the PY approximation is chosen as the reference. Then, the second term in equation @]), corresponds
to the contribution due to the connectivity between the hard spheres. We recall that in the TPT equation,
the second term, proportional to the density of dimers pp, otherwise, depends only on the densities of
dissociated spheres. We observe that the second term of the equation presents the same characteristics.
If the analogy with the TPT equation is relevant, then the second term depends on In g™ (co;). We
considered that the second term of the equation (4.12) had this meaning. That is why we gave it the
name in relation In G(o»). Furthermore, within the framework of the SPT approximation applied to hard
spheres, an explicit expression of the pair distribution function at contact, that we named g7’ (c712), was
deduced previously [21]].

1 3 oo 345 ofos
o35 (o) = SR L % @.14)
-G (- a+o (1-5) (0 +0)
Then, the logarithm of g}(c12) can be written as
3 302 olo?
In[¢{7(c12)] = —In(1 = Z3) +1In |1+ 2 010 & 12 (4.15)

(I-GB)or+o 1-85)° (01 +0)?|
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It was found that equation (4.13)) for In Gsr(012) can be recovered by taking a limited development to the
second order in ¢, of this expression.
Next, by applying the same process to the free energy A of the improved SPT, when [ = o3, it was

found
AISP’T(l = 0’12) _ Agy

B v B~ ~ PoInGin(on2) (4.16)
with
_ 3L o & & ooy
InG(o2) = —In(1 - &) + G tor (1H(1 -3)+ 0—0P) 2 v (4.17)

The first term, to the right of the equality in the equation (.16), corresponds to the reference free
energy A™' in the equation , when the BM approximation is chosen as the reference.

As an alternative, the same process can be applied to the free energy expressions of the SFP theory.
From the original expression (4.10), by replacing ¢s> by s3/(4r), when [ = o5, one gets

ASFP(Z = 0'12)

P~y

AC
= ﬂ% — PD In gSFP(O—lz)9 (418)
where In G (0712) is given by

3 g0
I Gunlcr12) = ~In (1 = G+ - DT
_§3 o1+ 07

(4.19)

Now, the same type of comparison can also be made between the original SFP and the improved SFP
equation. By following again the same process, starting from equation (4.16) [but replacing gs* by
s3/(4m)], when [ = o5, it was found

Al = o A
g2 _ i oy inGantora) (4.20)

As in the case of the SPT theory, during the transition from the original SFP expression to the improved
one, it is seen that, in the first term, the free energy Ag, coming from the PY approximation is replaced
by the improved Agy equation. On the other hand, contrary to what had been found in the SPT theory,
the second term remains unchanged during the transition from the original SFP relation to the improved
one. In view of the numerical results presented in figure [T} the expressions (.16) of the free energy
lead by differentiation to a value of the pressure Pispr that is much better than the one deduced from
equation in the ISFP theory. Since the first term Agy due to the dissociated hard spheres is the
same, in equations (4.16) and (4.20), there is a reason to believe that the difference observed in the
resulting pressures comes from the connectivity terms In G(o12). A comparison between these various
expressions of In G(c2) as a function of the volume fraction is presented in table[I] It is observed that
equations and give results of the same order of magnitude for the term In G(c2), unlike the
SEP equation (4.19). In addition, equations and (@.17), for In Gg(012) and In Giger(0712), respec-
tively, give the values very close to those for In glg T(012), deduced from equation . Equation
gives the closest values. Then, by comparing the improved ISPT expression to the original SPT equation,
taking into account the fact that the term In G(o) related to connectivity is of the same order of magnitude
in the both cases, we deduce that the main correction incorporated in equation {.16), with respect to
equation (#.12)), is made to the reference term of dissociated hard spheres.

5. Alternative relations

The results represented in the previous table suggest the possibility of developing new expressions,
allowing us to describe first dumbbells made of tangent spheres, and then those with overlap. So far,
relationships between conformal and TPT theories have been presented. On the other hand, the contact
pair distribution function is known to be better described by the expression deduced from the SPT than by
that obtained with the Ornstein Zernike equation and the PY approximation. Then, it was first looked for
possible alternative relationships between the expression of the pressure deduced from the WOZ integral
equations and the expression of the contact pair distribution function deduced from the SPT.
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Table 1. Comparison between various expressions of In G(0-), given by equations (4.13), @.17) and {.19),
with In g%/ (c12) deduced from (@4.14), as a function of the volume fraction {3, when oy = 0.

& InGo(0) | InGigr(0) | In gSPT(O-) In Gg(0)
0.05 0.1292 0.1292 0.1292 0.1302
0.1 0.2674 0.2675 0.2674 0.2720
0.15 0.4155 0.4160 0.4157 0.4272
0.2 0.5747 0.5758 0.5751 0.5981
0.25 0.7460 0.7485 0.7472 0.7877
0.3 0.9307 0.9356 0.9336 0.9995
0.35 1.1297 1.1391 1.1364 1.2385
04 1.3442 1.3608 1.3581 1.5108
0.45 1.5741 1.6027 1.6019 1.8251
0.5 1.8181 1.8664 1.8718 2.1931

5.1. Equations deduced from integral equations

In this framework, it was observed the equality of equation (.8) of the SFP theory with expres-
sion (2.6b) obtained independently with the WOZ integral equations. Then, it seems also interesting to
find possible relations between the equations of the TPT and those deduced from integral equations.
The getting of the expression (2.6b) from the equation (2.6a), has been reconsidered, in order to obtain
an alternative expression, by assuming that the contact pair distribution function is given by the SPT
equation. Previously, from equation (2.6a)) the relation (2.5 defining the pair concentration py, was used
to arrive at equation . The equality between g%)(c15) and g13(012) was also used. Now, it is assumed

that g10(0'12) is equal to g1 (012) in the equation 1| defining pp, the concentration of pairs:

oo = P} p3 K° g3 (o12). (5.1)

This definition is an improvement because the expression of the pair distribution function at the contact
given by SPT is known to be better than that given by the PY approximation. On the other hand, the
equality between glo(alg) and gy3(012) is kept in equation , because g(l)g(oqg) is effectively found
to be given by the right-hand part of the equation (2.7) in the framework of the WOZ equations. The
use of the new definition of the concentration of pair pp, then leads, starting from equation (2.6a), by
expressing p; pOK 0 as a function of pp, to the alternative expression

[g (0'12)]

BP = BPyy, = pp —r———

(5.2)
912

(012)

Otherwise, inspired by equation (7.19) seen in [4], the following relation between [g‘l’;(a'lz)]z, 915 (012)
and its derivatives was found

SPT( ) 2
g5 (012) + Z:/Jka—o—l2 = [ l3(012)] . (5.3)
X Pk

Therefore, by multiplying by ,o1 p2 K? on both sides, the following equality is obtained

2
[g"}(o'u)] d1n g3 (o12)]
p ————=pp |1 _, 5.4
P g1y (012) o +Zk: dpk >-4)
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with pp given by (5.1I). The left part of the previous equation appears in equation and, in view of
equations (2.12), the right part is the relation used in the TPT to calculate the connectivity part of the
pressure when ¢™!(co5), the reference pair distribution function, is given by 915 (012). Therefore, the
relation (5.2), deduced from the WOZ integral equations, can be obtained independently within TPT.
Since the SPT expression of the contact pair distribution function is better than that given by the PY
approximation, the equation is probably an improvement over (2.6b). However, the expression of
the reference pair distribution at contact with g7%(c12) is known to be slightly poorer than that given by
the corresponding BM equation. Accordingly, the equation (5.2) is probably somewhat less efficient than

the corresponding TPT equation obtained using the BM approximation.

5.2. Equations deduced from conformal theories

It has been seen in table [T} that, when [ = o2, the connectivity term given in the expression of the
improved free energy ISPT is numerically close to the one found for the initial free energy SPT. The
improvement present in the ISPT equations is provided by the first term describing the dissociated hard
spheres. The effect of connectivity is taken into account using a simpler equation in the initial SPT theory.

In view of these observations, an alternative expression, providing a correction to the SPT expression
of the free energy (@.12)), when [ = 072, was deduced. A modification can be made to the SPT expression
by only changing the term of dissociated hard spheres. Then, when / = 075, a new equation for the free

energy can be obtained:
Anew(l = 0 A
Bw = B = poIn Gam(012). (55

Compared with equation (4.12), the first term Ag, is replaced by a more accurate term Ay, and the second
term remains unchanged because it leads to numerical values close to that given by the corresponding

term of the equation (#.16). The corresponding expression of the pressure is obtained by differentiation
of the free energy:

3{22 0'120'22
(1-8) (o1 +02)°

This relation allows us to correctly describe the thermodynamics of dumbbells made of tangent spheres.
As such, it is of little use insofar as many expressions are already available. Nevertheless, from this
equation a more general relation can be established to describe dimers with overlapping spheres. Indeed,
equations (5.5)) and (5.6) are linear combinations of various relations previously introduced

BPnew = BPsm — Pp

gll);(O'IZ) -

l for: [ = ops. (5.6)

BANew = BAsser + ﬁ[ASPT — Ase | (5.7a)
BPNew = BPisre + B[PSPT - PSFP:|~ (5.7b)

These new relationships add corrective terms to the previous ISFP equations. Moreover, these latter
expressions can also be used for dimers with overlapping of the spheres by using the more general
equations introduced previously to describe them. Therefore, using equations (3.4), (3.1) and (3.3), the
equation has been evaluated for a dumbbell fluid where the distance / between sphere is less than
or equal to 1. The term in square brackets, [ Ps;r — Pgpp] in the previous equation, can be simplified, giving

2

BPNew = BPise + a ), (5.8)

—
— q —_— —
3(1-v) 4
where the difference g — s/(4x), starting from equations (4.2)) and (4.3)), can be evaluated according to

2
S Po (o -0 2)2
L Y A b B - .
(q 4::) 16[ 41 } (59)

The results of the calculations performed with equation (5.8)) are presented in figure [2] for homonuclear
dimers, for various separations of the constituents. A comparison is also given with the results deduced
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20
B>/ py,

0 0,1 02 03 04 05
packing fraction U

Figure 2. (Colour online) Equation of state for overlapping hard sphere dumbbells. From top to bottom,
lines represent theoretical results for different overlap distances: --- - New equation (5.8}, — ISPT equation
@I). Symbols are the simulation results [S3]. Diamonds and black lines: / = 1; Circles and red lines:
[ = 0.8; Triangles and blue lines: / = 0.6, Squares and pink lines: [ = 0.2.

from the ISPT equation (3.2). It is observed that the new theoretical expression describes well the values
obtained by simulation. It provides values numerically very close to those given by the ISPT equation.
The new equation can be seen also as an improvement of the improved SFP equation (3.4). The corrective
term for Py, presented in equation @, seems to correspond numerically to the contribution required
to recover the results obtained with the expression of Pigr.

6. Conclusion

In the previous sections, it has been shown how, from the conformal theories applied to dumbbells
made of tangent hard spheres, the pressure and the free energy can be split into a term of repulsion of hard
spheres and a term of connectivity between these spheres. This separation is similar to that encountered
in the expression of pressure in the TPT theory. The analysis presented in this work highlights the relative
influence of these two contributions in the different expressions presented in various conformal theories
studied. It has been found that for each class of conformal theory the reference term is, for the original
version that given by the PY theory, and for the improved version that given by the BMCSL expression.
Then, when the scaled particle and the scaled field theory are compared, it was noted that the terms of
reference are the same, both for the original approach and for the improved expressions. On the other
hand, for each of the two classes of conformal theory considered, the term of connectivity changes little
when one goes from the original expression to the improved one. In addition, the term of connectivity
is different between the scaled field and the scaled particle theory. Connections and similarities have
also been seen between the expressions describing these two contributions and those found with the TPT
for dimers made of tangent spheres. Similarities were also found with some relationships given in the
context of integral equations. This work allows one to explain differences found in the description of
thermodynamic properties deduced from simulations.

Furthermore, this analysis has allowed one to provide alternative expressions of the connectivity terms,
in particular for dimers with overlap. It could be extended to fluids containing chains of a greater number
of constituents. It could also be useful to better represent subunits belonging to polymers according to
the group contribution formalism [56]. On the other hand, the analysis of thermodynamic quantities such
as free energy and pressure could be extended to the activity coeflicients of various species present in the
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fluids of dimers [57]. Then, the study of the chemical equilibrium between the hard spheres forming the
overlapping dimers could be reviewed. Thus, this will allow one to describe the background correlation
in continuation of previous studies on this subject [S8-60].
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B3aeMO3B’'A30K Mi)K TepMOAUHAMiIYHNMIN 36YpEeHHAMMU Ta
TeopiAaMM macluTaboBaHOI YaCTUHKN A1l KOHAEHCOBAaHUX
piaKux gumepis

O. bepHap

NabopaTtopis PHENIX, CNRS, YHisepcuteT CopboHHM (Kamnyc M'epa Ta Mapii Ktopi), 4 Mnac Xtoccie, F-75005

Mapwx, ®paHuis

Y po6oTi 3po6aeHo ornag pisHUX NiAX0AIB AN N06YA0BM Teopii MaclLTaboBaHOT YaCTUHKIN 3 METOH ONuUcCy Nau-
HiB raHTeN1enoAi6HNX YaCTUHOK, yTBOPEHUX 3 TBepAnX chep, Lo NepekpuBaroTbCs abo TOPKaoTLCA 04Ha OAHOI.
HapaHo iHLWe npejcTaBAeHHS BIJOMUM 3 NiTepaTypu Bpa3aM y MaTeMaTuYHil ¢opMi, NoAiGHIN Ao Ti€i, Aka Bi-
JoMa 3 TepMOAVHaMiYHOI Teopii 36ypeHb, OTpMMaHoi BepTraliMoM ANS NaHLOXKIB | y3arasbHeHOoI y cTaTucTy-

YHiA Teopii acouiaTUBHMX PignH. AHanorii Ta BigMIHHOCTI MiX LMK JBOMA TEOPETUYHUMU MNiAX0Aa

MW A03BO-

Nnn 3anponoHyBaTu aﬂbTepHaTI/IBHi BUpasn aAna onucy MINHIB raHTenenoAi6me YaCTUHOK 3i c¢epaM|/|, Lo

nepekpuBarTbCA.

KnrouoBi cnoBa: nimHu raHTenenogi6Hnx 4acTuHoK 3 TBEPAUMU CepLeBUHaMy, Teopis MacluTaboBaHol

4acTUHKY, TEPMOAMHaMIYHa Teopis 36ypeHb
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