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Through the use of the second virial coefficient data, aptimized parameters and
exponents of the Mie (n,m) potential energy function are derived for a number of

~ symmetric groups of molecules. In the optimizations performed, parameters of the
potential function are varied for each molecule, but the exponents of the potential
function are taken as functions of the shape of the groups of molecules considered.
It is concluded that the attractive exponent, m = 7, Is shared by all the symmetric
groups considercd, The repulsive exponent, f, is varied aceording to the shape of
the molecules. Also, in this report, newly calculated parameters of the Lennard-
Jones (12.6) and Mie (14,7) potential energy functions for 33 different symmetric
and nonsymmetric molecules are reported. Results indicate that, generally, the
Mie (14,7) pair-potential energy function is a better fit for the second virial
cocfiicient data than the Lennard-Jones (12,6) function.

KEY WORDS: intermolecular potential energy function; second virial coeffi-
cient; Mie potential function; [.ennard-fones potential function.

1. INTRODUCTION

S all o mminmiammianibus £ P Y pripey

% There exists a greai deal of interest in the scientific COMMUnItY for GEveIOD-
| ment of intermolecular potential energy functions to be used in statistical
' mechanical prediction of properties of matter. Potential energy functions of
! simple spherical molecules are very well known [1]. For nonspherical mole-

“cules, attempts are under way to develop realistic potential energy functions

Department of Energy Enginesring, University of llinois at Chjcage Circle, Chicago, HL
60680, LISA,

177
0195-028X/80/0600-0177502.00/0 & 1930 Plenum Publishing Corpaoration



A2/21/2882 84:36

1z129968282 UIC CHEM EMGIMEERIMG P4GE @82

178 Edalat, Lan, Pang, and Mansoori

that are generally dependent on both distances and orientations of the
segments of interacting molecules [1—4]. But, the more sophisticated a
potential energy function is, the less likely it will be a candidate for use in
practical problems of statistical mechanical predictions.

In the present report, an optimization technique is presented through
which we are able to modify the exponents of simple potential energy
functions in order to make them applicable for nonspherical molecules,
Specificaily, the Mie (n,m) potential energy function is used in this study. In
order to draw a conclusion about the variation of exponents of the potential
function with the shape of molecules, this study is made about the symimetric
molccules only. Also, due to the abundance of the second virial coefficient
data for a variety of molecules, the present optimization study is based merely
on the least-square fitting of the second virial coefficient data, However, the
technique presented here can be also applied to other potential energy
functions and with the use of other thermophysical properties, when they
become available.

2. WORKING EQUATIONS -

The Lennard-Jones potential function has been most widely used for
thermodynamic and transport property prediction of simple substances i
both pure and mixture states and in all phases of matter. However, the
Lennard-Jones potential function [5],

-G 0

i5 a special case of the Mie (n,m) potential model [6],

0= G G [C) - () @

when n and m are replaced by 12 and 6. In Egs. (1) and (2), « is the
intermolecular energy parameter for which ¢_;, = —¢, o is the intermolecular
length parameter, for which ¢(a) ~ 0 is the intermolecular distance. In the
Lennard-Jones potential function, the choice of exponent “6” is consistent
with the lowest exponent of the London dispersion forces between spherical-
nonpolar molecules, while exponent “127 is rather arbitrary and is chosen for
simplicity. In other words, instead of exponent “12” in Eq. (1), one may
choose an ¢xponent that is larger than “6” in order to have a model potential
to be fitted to pair-intermolecular potential data or to be used in thermophysi-
cal property computations [1, 7, 8].

Since exponent “6” in Eq. (1) is only a good approximation to London

d(r) = de
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dispersion forces for spherical nonpolar molecules, and since exponent 127 is
an arbitrary number, it seems more appropriate to choose Eq. (2) for
pair-potential models of nonspherical molecules. Ther one may find expo-
nents # and m., as well as coefficients « and o, for every interacting pair of
nonspherical moiccules, by fitting pair-potential data to Eg. (2) or by using
Eq. (2) in fitting thermophysical property data. Tt should be, however,
pointed outl that while cocficients ¢ and ¢ in Ey. (2) are expected to be
different for different molecules, exponents 7 and m should be dependent only
on the shape of molecules considered. As a result in using Eq. (2) for fitting
purposes, one shold develop an algorithm through whu:h unique valucs of n
and »t are obtained for different molecules with similar shapes. In the present
report, the second virial coefficient data are used to find the most appronate
exponents of Eq. (2} for different groups of symmetric molecules with similar
shapes and the most appropriate values of ¢ and ¢ for each individual
molecule.

Similar to the ¢asc of the Lennard-Jones potential function [1, 7, 8], by

repiacing Eq. (2) in the second virial coefficient relation,

B(T) - — 2N (“1“) _[x,ﬁdr e"-‘m(r)ffcr_ac’f;ar) | (3)

3 \kT

we obtain the following power sorics for the sccond virial coofficient of the
Mie (n,m) potential function [9]:

= q Ut=mi+tin g — 3
B(T) = —bﬁ %J (T) T (T) )
where
by = gwwﬂl (5)
mfia
“= (M —nm) (%) ©
T = kT/e (N

N e tha A(rnnnr'rn’t: numher :nﬂ
40T 4 Lt LI LR PAFARARAL L L BRI L A

T H LLALAIRL i
Lennard-Jones potential function, Eq. (4) reduces t he following relation:
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The power series convergences of Egs. (4) and (8) are good for large values of
T*, while many terms are needed when T* = | in order for the above power
series to converge [10-17].

In least-square fitting of Eq. (4) to the second virial coefficient data of a
substance, and with a priori knowledge of exponents # and s, it is necessary
to minimize

A=) [B(T) - B(T)] (9)

Jul

with respecl to ¢ and a, where Bo(7;) is the experimental second viria)
coefficient data at temperature 7, and # is the number of data available for a
substance. This minimization will result in the following relation for o

" " 1/3
M{z S ZBexp(Ti)B*(Tf)/Z[B*(ﬂ)]z} (10)
TN 4 o) f=l

The right-hand side of Eq. (10) contains ¢, which can be calculated by
solving the following nonlinear equation:

; [B*(T)]?

5 B*(ﬂ)ﬁ*'(rf)] [i Bm(r,-)s*(r,-)] ~0 (D

fen ]

In Egs. (9) and (10),

B*(T)) = B(T) /b, (12)
and
3B*(T,
BT = 22U

T {jin—m)+3]n S
=%Z"(” .m)”(i)J -T(*""n 3), (13)

4= _]! T*

3. CALCULATIONS AND RESULTS

Equations (10) and (11) can be used for calculation of ¢ and ¢ when
exponents # and m are already available. In the case when exponents » and m
are not known in advance, one should minimize A, given by Eq. (9), with
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respect to ¢, o, n, and m. In the case when we want to find the best values of #
and m for a number of substances with similar shapes, we should minimize A
of each substance with respect to e and o and minimize

A+ 4+ ..+ A,

of all the s substances with respect to n and m.

In order to observe the trend of any change in 7 and m with the shape of
the molecules considered, only symmetrical molecules (molecules with
central forces) are picked for the present study. In the minimizations
performed, integer values for # and m were chosen, while values for ¢ and o

Tahle 1. Most Appropriate Exponents and Caefficients of the Mie (#,m1) Potential Funetions
for Different Groups of Symmetric Molecules with Similar Shapes
Formula e/ k{K) cr(.&)
Group | (n,m) = (12,7) Ar 150.7 3.208
RMSD - 0.88 Kr 2108 3.541
RMSD (L}) = 2.40 Xe 2824 3.939
No. of data — 185°
Group 11 {nym) = (14.7) N 134.9 3,544
RMSD - 062 Q, 169.3 3.247
RMSD (LI) = 1.0]
No. of data = 1077
Group II1* {n,m) = (14,7) MNH, 1100 1.942
RMSD = 6.00 FPH; 2041 5.782
RMSD (L]) =10.30
MNo. of data = 44°
Group IV* {ne) = (28,7 CH., 305.8 3.359
RMS5D = 25.50 CF, 3131 4.260
RMSD (LF) = 30.22 CCl, §39.2 3.270
MNo. of data = 1167 SiF, 3139 4.940
Group V¢ (n.m) = (35,7) C(CH,), 790.0 4.777
EMSD = 18.90 Si{CH;), 605.6 $.295

RMSD (L}) = —
MNeo. of Pata = 507

*The second virial coefficient data are reported by J. H. Dymond and E. B. Smith, Second Viria!
Coefficients of Gases (Oxford University Press, Oxford, UK., 1969); and E. A. Mason and
T. H. Spurling. The Virial Equation of State (Pergamon, London, 1968),
®For (n,m) values in the range of (14,7)—(21,7), RMSD was insensitive to n. As a result, (14,7)
was chosen for this group.

‘For {n,m) values in the range of (24,7)—(30,7), RMS5D was insensitive to n. As a result, (28,7),
which is also recommended by Hamon and Lambert [16], was chosen.

“Far (n.m) values in the range of (31,7)-(39.7), RM3D wag insensitive to ». As a result, (33,7)
was chosen.

“There exists no selution (or this group with the use of the Lennard-Jones potential function.
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were allowed to have significant figures consistent with the accuracy of the
second virial coefficient data. The data points for which the deviation from
predicted values based on the Lennard-Jones potential exceeded three times
the root-mean-square deviation were eliminated. The remaining data points
were used in the optimization calculations. The results of computations for
five different groups of molecules with similar shapes are reported in Table I.
For example, according to this table, the best exponents for the Mie potential
function for spherical rare gas molecules (Ar, Kr, Xe) are *12" and “7" The
;Oot—mcan—square deviation (RMSD) for this potential function, as defined
y

Apr + Ay, + Ay M2

RMSD = {
Rap + My + Ry,

d i

(14)

15 Jower than the RMS3D of the Lennard-Jones functions and any other Mie
(n,m) potential function chosen. It should be pointed out that m = 7 is still in
the range of the exponents of the London dispersion forces for spherical
molecules [1, 7, 8].

Similar observations can be made for the other four groups of molecules
reported in Table I. One interesting result of the coumputation presented in
Table [ is that the attractive parameter » = 7 18 in common between alf the
groups of molecules considered. Also, it seems that the more the molecules
deviate from sphericity, the repulsive parameter » increases further.
However, one should not place too much significance on this trend of the
repulsive parameter »# with the shape of the molecules. For a thorough
understanding of intermolecular forces, a multiproperty correlation approach
should be used [11, 18]. But for the correlation of the second virial coefficient
data to the Mie (n,m) potential function and the use of the resulting potential
function in thermodynamic property calculations, the choice of the attractive
parameter m = 7 seems to be consistently superior over m = 6. To make the
matter simple, we would like to propose a Mie (14,7) potential function,

B -C)

for nonpolar-simple molecuies. In Table 11, the pair-potential parameters of
33 different substances according to the Mie (14,7) and Lennard-Jones
(12,6) potential functions are reported. The molecules chosen for Table IT are
those for which an adequate number of virial coefficient data are available in
the literature. According to Table 11, the least-square fits of the Mie (14,7)
potential function for 28 out of the 33 molecules chosen are better than those
of the Lennard-Jones potential function.

B(r) = 4¢ (15)
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Table I1. Intermaleculnr Potential Parameters for Lennard-Jones (12,6) and Mie (14,7)
Potential Functions

Lennard-Jones (12,6) Mie (14.7)
MNo. of
Formiila e/ k(KD g{A) RMSP* &E{K} a{A) RMSD’ Daia’
AF 119.0 3 434 0.66 170.0 3.219 0.68 i
Kr 158.9 3.883 3.92 237.2 3142 2.82 62
Xe 220.3 4133 1.34 320.7 3830 1.02 4]
CH, 1484 jar2 0.34 2109 3619 0.32 a6
CF, 151.4 4.750 092 214.7 4.520 0.53 23
SiF, 147.5 3630 0.635 211.4 5.320 0.61 B
i, 3977 6.570 74.53 453.0 6.940 GR 48 19
N 0548 17386 (.69 134.9 3.544 Q.36 79
0, 115.7 3.5335 1.59 169.3 3.247 1.04 24
NO 998 4.294 6.48 145.6 3977 578 23
CO 100.5 3,926 1.30 142.3 31,628 (.65 23
C5, 262.8 6.661 55.65 4758 5.325 55.63 21
co, 196.0 4.359 2.77 282.3 1081 2.12 80
20, 171.6 7.253 14,96 Z48.5 6.774 13.89 31
MO 1557 5.450 9.59 229.7 5.009 9.03 3%
H,0 296.1 5.317 16.04 425§ 4.992 14.90 30
NH, 900.0 2.108 13.50 1100 2118 14.05 19
PH, 136.5 6.352 6.84 279.1 5.262 6.79 23
CH,F 173.7 5.6530 4,10 2531 5.279 3.75 H)
CH,CI 340).9 2378 17.86 §91.3 2140 16.39 32
CH.Br 950 2.563 40.43 250.0 2812 37.76 16
CH,l 1050 2.663 18.29 1050 2.9%6 18.21 10
CH,F, 186.9 6,254 6,32 283.3 3.046 4.23 11
CH.Cl, 175.5 8.791 27.21 253.2 §.247 16,69 12
CF,Cl, 2537 3.622 541 3437 4.093 7.91 - 21
CCIF, 186.3 3.338 1.55 219 3141 1.59 7
CHCl, 240.0 7.098 5.62 31948 6.021 15.64 9
CHCI, 2107 8.737 42,94 316.7 7.956 43.01 26
CHCLF 3454 5074 19,17 422.8 5,130 38.02 9
CH,CH, 182.2 5.384 14,53 279.7 4800 . 12,19 33
CH,CH.Cl 158.1 9701 68.00 1378 0108 67.47 16
CH.CH. 159.5 5.378 10.73 238.5 4885 9.32 al
CHCH 109.4 57288 6,50 156.9 7.817 6,072 27

"Root-mean-square deviation, RMSD, is defined as RMSD = {A/N]'"2, and A is defined by Eq.
(9}

A
*The data chosen for each compound are the ones that have an acceptable consistency as
explained in the text. The source of the data is the same as in Table L.
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