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ABSTRACT: The polymer reference interaction site model (PRISM theory) is applied to the problem of
calculating the solubility of monatomic gases in amorphous polyethylene. One can consider this system
as an approximation to the solubility of gases in ethylene/propylene elastomers. The chemical potential
of a solute atom in the polymer is decomposed into two distinct contributions: a positive athermal
contribution calculated by growing the solute atom from a point particle and a negative attractive
contribution computed from first-order perturbation theory using the athermal system as the reference
state. Good agreement is found between the PRISM calculations and available experimental data on
solubility of gases in common elastomers with no adjustable parameters. Furthermore, PRISM theory
is successful in predicting several interesting trends observed experimentally: (1) solubility increases
with the size of the solute atom, (2) solubility is a monotonically increasing function of the critical
temperature of the solute species, and (3) the temperature coefficient of solubility crosses over from positive

to negative for solutes having critical temperatures of approximately 65 K.

I. Introduction

The sorption of gases in polymers is important in
numerous applications, particularly where gas perme-
ability plays an important role. Since the permeability
coefficient is the product of the solubility and the
diffusion constant, gas sorption is crucial in applications
such as gas separation membranes, diffusion barrier
materials, polymer foaming processes, and plasticiza-
tion. Furthermore, O, permeability can be the rate-
determining factor controlling polymer degradation
processes such as oxidation.! The purpose of the present
investigation is to apply recent integral equation theo-
ries of polymers to the problem of calculating the
solubility of gases as a function of polymer architecture
and solute species.

In our initial application presented here, we will
confine ourselves to amorphous polymers at equilibrium
above their glass transition temperature. This could
include polymer liquids or cross-linked elastomers.
Furthermore, we will focus on the Henry's law regime,
where the solubility is low; generalization to higher
solubility is straightforward. Previous workers?3 ap-
plied the well-known Flory—Huggins theory* to this
problem. The Flory—Huggins theory reproduces quali-
tative features such as the shape of the adsorption
isotherm. Good fits to experimental solubility data at
a given temperature can be achieved by the proper
choice of an empirical Flory—Huggins y parameter.
However, the Flory—Huggins theory suffers from sev-
eral well-known deficiencies®® which limit its usefulness
as a predictive tool. Since it is a lattice model, the
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theory cannot capture the effects of solute and/or
monomer size and shape on the solubility. Moreover,
the Flory—Huggins theory assumes random mixing of
monomers and, therefore, neglects the effect of polymer
chain architecture on the intermolecular packing.

Polymer reference interaction site theory®® (polymer
RISM or PRISM theory) has been successful in describ-
ing the structure and thermodynamics of polymer melts
and alloys. Here we will apply the PRISM theory of
Curro and Schweizer to the sorption of low molecular
weight, single site solutes in polymers. Polymer RISM
theory extends to polymers the ideas developed earlier
by Chandler and Andersen”® in the RISM theory of
molecular liquids. In order to compute the sorption of
a gas in a polymer liquid, we require the chemical poten-
tial ua of the solute species A in the polymer. ua can be
related to the pair correlations in the liquid following
the work of Pratt and Chandler,®° who computed the
Henry's law constant® for methane in water.

As an illustration of the theory, we will consider the
sorption of monatomic gases in a polyethylene melt as
a function of temperature in the range 298—500 K. In
reality, high-density polyethylene will crystallize© be-
low about 404 K; however, in our PRISM calculations
we will maintain the polyethylene melt as amorphous
below the experimental melting temperature. This
hypothetical amorphous polyethylene should be a rea-
sonable representation of the nearly amorphous,
branched polyethylenes produced with metallocene
catalysts, as well as ethylene propylene random copoly-
mers at low propylene contents where the propylene
moieties distributed randomly along the chain backbone
preclude crystallization. Our motivation in this ex-
ample calculation is to approximately model the solubil-
ity of gases in ethylene propylene rubber (EPR).

In this paper we will begin with a theoretical discus-
sion aimed at calculating the chemical potential of a
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solute molecule in a polymer from polymer RISM theory.
We then illustrate the method for the case of monatomic
gases in polyethylene. Finally, comparisons will be
made with experimental solubilities of a wide range of
gases in various elastomers. We will show that PRISM
theory successfully captures interesting general experi-
mental trends regarding the temperature dependence
of sorption and the scaling of solubility with the critical
temperature of the solute species.

1. Theory

A. Flory—Huggins Theory. Previous workers?3
have interpreted sorption data of gases in polymers
using the Flory—Huggins theory.* Using the Flory—
Huggins expression for the free energy of mixing, it can
be shown? that the excess chemical potential Aua of a
solute A in a polymer B with Ng repeat units is given

by
Aty =1n ¢, + ¢g(1 — 1UNg) + xos° (1)

where ¢ is the volume (or site) fraction of A or B and y
is the Flory chi parameter. Due to the incompressibility
assumption underlying the Flory—Huggins model, there
is some ambiguity associated with the precise meaning
of Aua. It is sometimes associated with the difference
in chemical potentials between solvated species A and
pure species A, either at the same temperature and
pressure or, alternatively (and perhaps more rigorously),
as the difference in solvated and pure chemical poten-
tials at the same temperature and site density. For
incompressible fluids the distinction is unimportant, as
pressure does not enter as an independent variable;
however, in applying eq 1 to real solutions the distinc-
tion, though presumably small, is real. For a cross-
linked system Flory added* an elastic free energy term
important in swollen networks. Since our emphasis
here is on the Henry’s law regime, the volume change
of the network due to the solute will not play an
important role. We now equate the solute chemical
potentials of the ideal gas and polymer phases at
pressure P to obtain,

P = fX¢, explog(l — 1/Ng) + yés’] 2)

with fx being the fugacity of pure A at the temperature
T and either pressure P or density p of the polymer,
depending on the convention adopted in eq 1. For a
condensable vapor at low to moderate pressure, the
fugacity can be approximated by the vapor pressure. For
a permanent gas, one could estimate f§ from the an
equation-of-state or extrapolate from experimental data
on pure A. At low pressures, we write Henry’s law in
the form

P = Kyoa ¢n—0 3

where Ky is the Henry’'s law constant dependent on
temperature. We have defined Henry’'s law in eq 3 in
terms of the site fraction rather than the conventional
mole fraction definition to avoid the trivial dependence
of Ky on the molecular weight of the polymer. From eq
2 we see immediately that the Henry’s constant can be
written as

Ky =faexp(l + ) “4)

for high molecular weight polymers. Hence, there is a
very simple relationship between the Henry's constant
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and the well-known Flory chi parameter. However,
since y cannot normally be related to the interatomic
potentials, eq 4 has limited predictive value.

B. PRISM Theory. In this investigation we will use
the integral equation theory of molecular liquids to
provide further insights into the sorption process. Here
we employ polymer RISM or PRISM theory to describe
the intermolecular packing between polymer chains and
solute. Since it has been discussed in detail in previous
papers®611-18 we will only outline the essential elements
of the approach. Consider a system containing small
molecules of N sites in equilibrium with a polymer
liquid having Ng repeat units per chain. Each repeat
unit can contain one or more independent interaction
sites. An interaction site can be a single atom or a small
group of atoms making up the monomer structure. For
example, we model polyethylene!®20 as consisting of Ng
identical sites where each site represents a methylene
group CH,. More complex monomer architectures can
be built with additional independent sites.’*?1 The
intermolecular packing in such a system can be de-
scribed in terms of intermolecular radial distribution
functions gq,(r) defined as

PPy (1) = Dy O(FY) O(F — ¥))O0 (%)

1Z]

where p, is the site density of type a and T is the
position vector of site o on chain i. It should be
emphasized that eq 5 averages over pairs of sites a and
y on different molecules. For polymers it is a good
approximation to neglect chain end effects so that pair
correlation functions are the same for any monomer
along the chain backbone. For the case illustrated in
this study of a monatomic gas in polyethylene, we have
only two types of sites: site A, representing a solute
atom, and site B, constituting a CH, group on the
polyethylene backbone. Hence the intermolecular pack-
ing is characterized by three intermolecular radial
distributions gaa(r), gss(r), and gas(r)

In PRISM theory®® we follow the work of Chandler
and Andersen’8 by defining an Ornstein—Zernike type
of equation relating the radial distribution functions to
the direct correlation functions. For convenience we
write this generalized OZ equation in momentum space

Hos(k) = Z QoK) Coi([Q;4(K) + Hip(K)]  (6)

where the carets denote Fourier transformation with
respect to wave vector k. The functions Heg(r) are the
elements of a 2 x 2 (in this case) intermolecular total
correlation function matrix defined according to

Haﬁ(r) = papﬁ[ga/i(r) —1] (7)

Likewise the functions Q.4(r) represent the intramo-
lecular structure functions defined as

6aﬁpu
Qp(r) = N_agwij(r) (8)

with wij(r) being the normalized probability density
between i and j sites on a single chain or molecule of
type a, and 0 is the Kroneker delta.

The Cy/(r) functions are the direct correlation func-
tions and can be viewed as being defined by eq 6. To
be able to solve for the intermolecular pair correlation
functions, another set of relations or “closure” conditions
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between ggs(r) and Cys(r) is required. Taking the
approach of Chandler and Andersen,”8 we approximate
the direct correlation functions by the Percus—Yevick
theory (PY) of atomic liquids.22 For hard-core poten-
tials, the PY closure has the following simple form

Js(N =0 for r<dgy (9a)
Cup(r) =0 for r>dg (9b)

where dgg is effective hard-core distance between the a
and 3 types of sites. Equation 9a is exact for hard-core
potentials whereas eq 9b is an approximation making
use of the fact that the direct correlation functions are
typically short range functions of r at liquidlike densi-
ties.

The intramolecular structure factors contain informa-
tion about the architecture and local chemical structure
of the polymer chains. In general, these functions
should be determined self-consistently with the inter-
molecular structure. To a good approximation,>8 we can
avoid the difficult self-consistency calculation by making
use of the Flory ideality hypothesis* which argues that,
in a polymer melt, long-range excluded volume forces
are screened out. Thus one can calculate the intramo-
lecular structure function Qgg(k) for the polymer com-
ponent from a separate, single chain calculation, where
long-range repulsive interactions along the chain back-
bone are intentionally set to zero. Such a calculation
was performed earlier by Honnell and coworkers?9.20.23
using a rotational isomeric state model for polyethylene.
As in our earlier work, we divide the correlations along
the chain backbone into short-range and long-range
contributions by writing

A PB
Qgg(k) = N—Z[ _;55 wep(K) + 2. wqp(K)]  (10a)

B o |a

The short-range term, in which |a — y| < 5, is evaluated
rigorously by exact enumeration of the rotational iso-
meric states for the PE chain backbone. The long range
term, for which |a. — y| > 5, is estimated?® from the
“Koyama distribution” of a semiflexible chain where the
second, ;4[] and fourth moments, [E;,0] are chosen to
match the complete rotational isomeric state model.
Examples of the structure functions obtained for poly-
ethylene macromolecules are shown in Kratky form in
Figure 1 at three different temperatures. Notice that
the value of the plateau (or intermediate scaling regime)
on the y-axis decreases as the temperature is lowered,
implying that the radius of gyration of polyethylene
increases. This is a consequence of increased trans
states along the chain backbone of polyethylene as the
temperature is reduced.

For the case illustrated here, component A is simply
a single site representing a monatomic gas atom, and
the corresponding intramolecular structure function
takes the simple form

Qan(K) = pa (10b)

Generalization to other solutes containing more than
one type of site is easily accomplished. Since the two
sites A and B are on different molecules, the cross
structure functions are zero, i.e., Qag(k) = 0.

For given intramolecular structure factors, eqgs 6, 7,
and 9 can be solved numerically using standard Picard
iteration methods.>® As an example, Figure 2 depicts
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Figure 1. A Kratky plot of the intramolecular structure factor
calculated for polyethylene (N = 6429) at three different
temperatures: triangles, 298 K; circles, 400 K; squares, 500
K. The inset shows the behavior at higher wave vectors for
the calculation at 400 K.
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Figure 2. The intermolecular radial distribution function g(r)
= ggs(r) calculated from PRISM theory for methylene sites in
polyethylene (N = 6429) melts at the three temperatures
indicated.

the intermolecular radial distribution functions obtained
for a pure, homopolymer melt of polyethylene chains at
three different temperatures. Note that the intermo-
lecular correlation functions exhibit system-specific
packing features at short distances (<10 A), followed
by a universal correlation hole regime where g(r)
approaches unity on a scale comparable to the radius
of gyration of the chains.5¢ It has been demonstrated
through extensive comparisons®® between PRISM theory,
computer simulation, and wide angle X-ray scattering
experiments that PRISM theory provides an accurate
description of the intermolecular packing in polymer
melts.

C. Athermal Chemical Potential. Consider first
a two component, athermal reference system in which
intermolecular sites of type a and y (=A or B) interact
with purely repulsive, hardcore potentials v, (r). The
corresponding Mayer function can then be defined as

fo, (1) = exp[—fv,, (N] — 1 (11a)

with g = 1/kgT. For hard-core potentials the Mayer
functions become

d,+d
f(r)=-1 r<——>r

(11b)
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Following the work of Chandler,® we define a charging
parameter (1) that grows the hard-core diameter (da)
of a solute atom from a point, as A varies between 0 and
1. The Mayer functions can then be viewed as functions
of 1.

oA = r<id,
=0 r> Ad, (12a)
dg +4d
Bo=-1 r<e
dg +4d
=0 r> % (12b)

For this athermal system, Chandler® has shown that
the Helmholtz free energy (Aref) can be written in the
form

~2B(Ar — A) _
\Y
() (2)

1 dfaa dfag
j(;) dﬂ“ f dr Ay,(i,)A d}. + ZPAPBy,(i)B di (13)

In eq 13 we use the subscript ref to emphasize that we
are considering the athermal mixture as our reference
system. pa and pg are number densities of solute and
B sites on the polymer, respectively, and the indirect
correlation function is defined according to

yO(r) = exp[Bv,,(N1gLAr) (14)

A, is then the corresponding Helmholtz free energy of
an ideal gas of point solute particles in the polymer.

For the case under study we consider component A
to be a single site, monatomic gas and component B to
consist of the polymer. To calculate the solubility we
require the chemical potential ua for inserting a gas
molecule into the polymer.

(0A/V)
dpa

(15)

Up =

P

From eq 13 we then obtain the chemical potential for
the athermal reference system in the limit of low
concentration of component A

dfd
dfae

Biteer = Bty — Artpg [ d2 [7r? dr yih Mg @6

Uo is the chemical potential for inserting a point particle
into the polymer. Equation 16 can be simplified by
recognizing that, for hard-core potentials,

o) [ (dB + sz)]dA
F7ani L e | Y (7

where §(r) is the Dirac delta function. By substituting
eq 17 into eq 16 we can perform the inner integral to
obtain

APB

+ Ad
ﬂﬂ ref — ﬂ:uo u)

d/I(d + 2d,) y“)( 5
(18)

It can be seen from eq 14 that for hard-core potentials
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yae(d") = gag(d). This permits further simplification
of eq 18:

dAPB

+ 2d,
ﬁ;uref = ﬁ/"o

[ di(dg + Ad )0 (OIBT
(19)

Generalization of eq 19 to polymers in which the
monomer contains more than one type of site is straight-
forward.

In this study we will treat the gas phase in equilib-
rium with the polymer as being an ideal gas of Na atoms
of mass m at pressure P. From the theory of perfect
gases we can write the chemical potential uig for
inserting a solute atom into the gas as

Bitig = IN(BPA’) (20a)

where A = h/v/2amkgT and h is Planck’s constant. u,
in eq 19 can be readily obtained by treating the point
particles in the athermal polymer as an ideal gas of Na
atoms in the unoccupied polymer volume V(1 — #),
where 7 is the packing fraction of the liquid.

Bty = IN[oAN’NV(1 = 1)] (20b)

D. Enthalpic Chemical Potential. We now con-
sider the effect of attractive interactions on the chemical
potential. This can be accomplished using standard
first-order perturbation theory of liquids®? with the
athermal system as the reference state. For conven-
ience we choose to represent the intersite potential
Vg (r) as a Lennard—Jones potential

(04,/1)°] (21)

In perturbation theory we divide the potential v, (r) =
Ugy(r) + Wy (r) into a repulsive branch, ug(r), and an
attractive branch, we,(r). For computational simplicity
this decomposition of the potential is taken to be of the
Barker—Henderson?2* type in which

Vo (1) = 4e[(0,,/1)* —

Ug, (1) = Vg, (1) r=o,,

=0 r=>o,, (22a)
w,,(r) =0 r=o,,

= V(1) r=>o,, (22b)

It is well-established?? that, at high density, the
structure or pair correlation functions g, (r) are almost
entirely determined by the repulsive part of the interac-
tions. Hence we take our reference system to be the
athermal problem discussed above. The attractive
potential Swy,(r) is then treated perturbatively. To first-
order we can then write?224

ﬁj - BAref
v =

ﬂ 0 0 -
[ j; o WanGaa dr +
pBJLAA Wegd3e AF + 20405 [ Wagdas AF] (23)

in which the gfw(r) are determined from the athermal
reference system. In this work we obtain these guy(r)
correlation functions from PRISM theory with purely
hard-core repulsions for r < dg, between sites a and y.
For convenience, we employ the Barker—Henderson?2.24
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Table 1. Lennard—Jones Parameters

site o (A) elke (K) Te (K)
He 2.57 10.8 5.1
Ne 2.75 35.8 44.3
Ar 3.41 119 151
Xe 4.07 225.3 289.6
CH; 3.905 59.4

scheme to obtain the optimum hard-core diameter from
the purely repulsive Lennard—Jones potential ug,(r) in
eq 22a.

dy, = {1 — exp[—Bu,, (NI} dr (24)

The chemical potential can then be calculated by
differentiation of eq 23.

E. Solubility and Henry’'s Law. The chemical
potential 4} of a solute A in the polymer phase, in the
limit of low solubility, can now be expressed as

HA = Uy + Altres + Ay (25a)
where u, is given by eq 20b, Auret follows from eq 19,

7dapg

1 dg + Ad,
Pdtrer =—— di(dBHdA)Zgi@B(T (25b)

and Aun is obtained from differentiation of eq 23 with
respect to pa in the zero solute concentration limit.

BAuy, = 4mpg j;,iBrzﬁWABgZB dr (25¢)

In writing eq 25c we have neglected the dependence of
the polymer/polymer radial distribution function on pa
at low concentrations of A.

At equilibrium, we can equate the chemical potential
of component A in the gas and polymer phases at
constant pressure and temperature.

ﬁ#ig = ﬁ#pA
IN(BPA®) = In[oAA N1 = 7)] + BAtyer + BAuy  (26)
At low concentration of solute A we can write

__Pa_Pa 27)
Pat P Pg

n

P

From egs 3, 25, and 26, we can then identify a
microscopic description of the Henry’s constant Ky

kT
Ky = (f_Bn) exp(BAter + PAuy)  (28)

Unlike the Flory—Huggins result in eq 4, eq 28 allows
one to compute the effect of solute size, polymer

architecture, and intermolecular potentials on the solu-
bility of gases in polymers.

I1l. Results & Discussion

The methods outlined in the previous section can be
used to calculate the solubility of a monatomic gas in a
polymer liquid. For purposes of illustration, we will now
compute the solubility of the rare gases in polyethylene
as a function of temperature. The Lennard—Jones
parameters for He, Ne, Ar, and Xe (site A) used in this
investigation are shown in Table 1. The values were
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Figure 3. The effective hard-core diameters of the various
sites as a function of temperature. The diameters were
computed using the Barker—Henderson formalism embodied
in eq 24.
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Figure 4. The athermal contribution to the solute chemical
potential as a function of temperature. The points were cal-
culated from eq 25b and the smooth curves are quadratic fits
to the theory.

obtained?® from second virial coefficient data in the gas
phase. The corresponding parameters for a united-atom
methylene site (site B) in polyethylene were taken from
studies on alkanes by Jorgensen and co-workers.?6 The
cross parameters were estimated from the Lorentz—
Bertholet combining rules oag = (0a + 08)/2 and eag =

veaness, Which should be a good approximation for
sites interacting with dispersive interactions. The
density of the polymer as a function of temperature was
calculated from a thermal expansion coefficient (0.00085/
K) determined from P, V, T data on polyethylene in the
melt by Olabisi and Simha.?”

The optimum hard-core diameters of the sites in the
athermal reference system were found as a function of
temperature from eq 24. These results are shown in
Figure 3. Note that the hard-core diameter decreases
slightly as the temperature is increased.

Using the above parameters, together with the tem-
perature dependent intramolecular structure functions
in Figure 1, we computed the athermal chemical poten-
tial Aurer from eq 25b for the series of rare gases in
polyethylene. The intermolecular radial distribution
function in the integrand of eq 25b was obtained for a
range of hard-core diameters (dg + 1da)/2 from PRISM
theory as A varies from 0 to 1. The athermal or
reference chemical potential is shown in Figure 4 as a
function of temperature. Note that the athermal chemi-
cal potential decreases monotonically as the tempera-
ture increases. As expected, the athermal chemical
potential increases as one goes from He to Xe, since a
larger expenditure of free energy is required to insert
larger solute atoms.
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Figure 5. The enthalpic contribution to the solute chemical
potential as a function of temperature. The points were cal-

culated from eq 25c¢ and the smooth curves are quadratic fits
to the theory.
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Figure 6. The solubility of the rare gases as a function of
temperature calculated from PRISM theory. The points were
calculated from eq 28 and the smooth curves are quadratic
fits to the theory.

Since we already obtained the athermal radial dis-
tribution function ghg(r) from PRISM theory in order
to evaluate the athermal chemical potential, it is a
simple matter to compute the enthalpic chemical po-
tential from eq 25c. These results are depicted in Figure
5 for the potential parameters given in Table 1. Note
that the enthalpic contribution to the chemical potential
is negative, thus opposing the athermal contribution.
In contrast to the athermal contribution, the enthalpic
chemical potential becomes more negative in going from
He to Xe due to the fact that the attractive potential
well deepens for the larger solute species. Furthermore,
the magnitude Auy decreases monotonically with tem-
perature since both polymer density and Seag decrease.

Henry’s law constants can now be obtained from eq
28. In order to facilitate comparison with experiment,
we will show calculations for the solubility S = P/Ky at
a pressure of 1 bar. These results are displayed in Fig-
ure 6. Ineq 28 numerical uncertainties in Auy and Apret
are magnified because their sum appears in the expo-
nent. In order to mitigate this effect, we evaluated the
exponent in eq 28 from separate quadratic fits to the
chemical potential contributions in Figures 4 and 5.

The solubility curves in Figure 6 depict several in-
teresting features. It can be observed that gas solubil-
ity increases as the size of the solute atom increases.
At first glance this may seem counterintuitive since
one might naively expect that more of the smaller
solute atoms could fit into the available free volume
of the polymer. As can be observed in Table 1, how-
ever, the depth of the Lennard—Jones attractive well
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Figure 7. The solubility of various gases as a function of the
critical temperature (T¢) of the solute gases. The small circles
refer to the rare gas solubilities calculated from PRISM theory
at 298 K; the solid curve is a quadratic fit to the theory. The
large circles are experimental data at 298 K on natural rubber
from ref 28. The solutes in order of increasing T, are He, Hy,
N2, Oz, CO2, NHs, SO,, CH4, and C,H,. The square refers to
experimental data from ref 28 for Ar in SBR rubber at 298 K.

also increases with the size of the solute. Evidently,
the effect of attractions, which favor solubility, wins out
over the unfavorable size effect. This trend predicted
by PRISM theory is in accordance with experimental
data on gas solubility in elastomers. Typically, the
solubility of Ar is 10—20 times higher than He in
common elastomers.?8

Another interesting feature of the calculations shown
in Figure 6 is that the temperature coefficient of the
solubility is predicted to be positive for He and Ne and
negative for Ar and Xe. The temperature dependence
of the solubility is a subtle effect and arises from a
complex interplay of three factors: (1) the temperature
dependence of the Boltzmann factor exp[—pwags(r)], (2)
the temperature dependence of the polymer density
through the thermal expansion coefficient, and (3) the
temperature dependence of the intramolecular structure
through the Qgg(k) function in Figure 1. Effect 1 leads
to a negative temperature coefficient, whereas effect 2
tends to increase the solubility with temperature. In
the case of Ar and Xe, the dispersive interactions are
large enough for effect 1 to dominate. The temperature
dependence of the intramolecular structure is expected
to be a small contribution. Thus effect 3 can favor a
positive or negative temperature coefficient of the
solubility, depending on the temperature dependence of
the radius of gyration.

It has been known experimentally?® for some time
that light and heavy nuclei solutes have opposite
temperature dependence. For example, the solubility?®
of He in natural rubber increases from 0.011 to 0.014
(mL STP/mL bar) as the temperature is raised from 298
to 323 K. By contrast, the solubility?® of Ar decreases
from 0.21 to 0.19 (mL STP/mL bar) over the same
temperature range. PRISM theory is successfully able
to capture this experimental trend.

It is well-known from experimental solubility mea-
surements on a wide range of gases in elastomers?282°
that, for a given polymer, the solubility correlates very
strongly with the critical temperature of the gas. For
the case of gas solubility in natural rubber at 298 K,
the following empirical correlation has been suggested?®

log S = —2.1 + 0.0074T, (29)

where the dimensions of S are (mL STP of gas/mL of
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Figure 8. Solubility calculated from PRISM theory as a function of the critical temperature of the solute at the three sample
temperatures indicated. The inset shows similar information at 298 and 323 K. Note that the curves appear to cross at about T,
= 65 K. This corresponds to a crossover in behavior from a positive to negative temperature coefficient of the solubility.

polymer, bar) and T. is the critical temperature of the
gas in degrees Kelvin.

To gain further insights into this correlation, we have
plotted in Figure 7 the theoretical solubility as a
function of the critical temperature of the gases given
in Table 1. As can be seen in the figure, a smooth curve
can be drawn through the four solubility points, sug-
gesting that theory supports the empirical correlation.
Also plotted in Figure 7 are experimental data at 298
K for nine different gases in natural rubber (circles) and
for Ar in SBR rubber (square). The dashed line is a
least square fit of the natural rubber data similar to eq
29. It can be seen from the figure that PRISM theory
not only predicts the correct trends with critical tem-
perature but also yields actual solubility values having
the right order of magnitude. It is worth mentioning
that the Lorentz—Bertholet approximation eag =

veaneps Was used to estimate the attractive interac-
tions between polymer and solute. Experiment sug-
gests,%0 however, that this approximation probably
overestimates eag by about 3—15%. Lowering of the
solute—polymer interactions would lead to even better
agreement between theory and experiment in Figure 7.

The information plotted in Figure 7 pertains to 298
K. Since we have seen that the solubility is temperature
dependent, correlations of the type given in eq 29 would
also be expected to change with the temperature of the
polymer. In Figure 8 we have plotted the solubility as
a function of critical temperature of the solute for
various temperatures of the system. It can be seen that
the curves have a similar shape, but the dependence of
solubility on T is predicted to diminish as the sample
temperature increases. Interestingly, the theoretical
curves seem to cross at a single value of the critical
temperature T, = 65 K. Thus PRISM theory suggests
a crossover in temperature behavior at this value.
Solute gases with critical temperatures below about 65
K would be expected to have a positive temperature
coefficient, whereas above this solute critical tempera-
ture the converse would be predicted. In the immediate
region of this crossover critical temperature, the solubil-
ity would be expected to be temperature independent.
Experimental solubility data for the solubility of various
gases in natural rubber tabulated in Table 3 of ref 28
suggests that such a crossover from positive to negative
temperature coefficient of solubility occurs between N>
(Te = 126 K) and O, (T, = 154 K).

IV. Concluding Remarks

In this investigation we have applied PRISM theory
to the problem of calculating the solubility of gases in
polymer liquids. Using PRISM theory to compute the
correlations between solute and polymer, egs 25 and 28
provide a convenient route to the equilibrium solubility
and Henry's law constants. For illustration purposes,
we have carried out solubility calculations for mona-
tomic gases in polyethylene melts. Remarkably, PRISM
theory seems to capture many qualitative features of
the solubility observed experimentally in common elas-
tomeric polymers without any adjustable parameters.

The formalism presented here can be generalized to
nonspherical solutes in polymers with more complex
structure than polyethylene. Of considerable practical
interest is the solubility of diatomic gases. An interest-
ing question is, how important is the nonspherical
geometry of a gas molecule such as Ny or O in
determining the chemical potential? Although no re-
sults are shown here, we have performed preliminary
calculations on the solubility of N, and O, in polyeth-
ylene by approximating the molecules as spherical sites.
Reasonable and consistent results were found. More
exact calculations on diatomic gases, where two sites
are used to represent the molecular structure of the
solute, will be the subject of future investigations.

A related application of PRISM theory is to consider
the solubility of a void or cavity particle® in a polymer
liquid. A cavity particle interacts with the liquid like
an ordinary solute molecule, but has a zero interaction
potential with other cavity particles.8 From the chemi-
cal potential of the cavity particle as a function of the
particle diameter, a measure of the free volume distri-
bution of the polymer liquid in question can be de-
duced.3® Hence, PRISM theory could be employed to
probe the free volume distribution of various polymers
as a function of chain architecture and backbone stiff-
ness. Such an analysis could provide routes to other
physical properties of interest.

Finally, it should be pointed out that computer
simulation methods can also be employed to model the
solubility of low molecular weight solutes in polymers.32
This can be accomplished by using particle insertion
methods to compute the chemical potential of a solute
in a polymer matrix. Very recently, Guillot and Guis-
sani®® performed molecular dynamics simulations on
SiO,. From particle insertion methods on MD struc-
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tures, these investigators estimated the solubility of the
rare gases in silica over a wide range of temperature
and pressure. Intrestingly, the solubility of the rare
gases in both glassy and liquid SiO, decreases with the
size of the solute, in contrast to the solubility behavior
of elastomeric polymers. Thus we observe that solubil-
ity of gases in polymers is a nonuniversal phenomena
which depends on the details of the local packing.
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