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OPTICS AND SPECTROSCOPY 

APPLICATION OF PERTURBATION THEORY TO A MIXTURE OF 
HYDROGEN ATOMS AND MOLECULES WITH THE MORSE 
INTERMOLECULAR INTERACTION POTENTIAL 

Yu. A. Bogdanova, S. A. Gubin, S. B. Viktorov,   UDC 536.715 
V. A. Shargatov, and A. V. Lyubimov 

The thermodynamic parameters of the two-component mixture of hydrogen atoms and molecules are calculated 
on the basis of perturbation theory with the use of the basic system of hard spheres. To eliminate the 
nonadditivity of hard sphere diameters and to obtain the best agreement of the calculated thermodynamic 
parameters with the Monte Carlo data, different schemes of subdivision of the interaction potential of hydrogen 
atoms and molecules into the basic and perturbing components are investigated.  

Keywords: single-component fluid, Monte Carlo and molecular dynamics methods, variational perturbation 
theory, excessive Helmholtz energy, thermodynamic states, equation of state, intermolecular Morse potential. 

INTRODUCTION 

Knowledge of the thermodynamic properties of fluids (gases and liquids under critical or supercritical 
conditions) and fluid mixtures is necessary for modeling of the atmospheres of massive planets, magma in the internal 
Earth’s layers, various reacting chemical mixtures, and condensed explosive detonation products. Of special practical 
importance are thermodynamic calculations of such systems at high densities and pressures. 

Considerable advances have been made in the last decades in the study of equations of state for dense fluids 
and liquid gases, such as He, Ar, Ne, H2, N2, and CH4 in the vicinity of the triple point at which kT/ε is about unity. The 
existing methods and the integral [1], variational [2], and perturbation theories [3, 4] reproduce well the thermodynamic 
properties of dense atomic and single-component molecular fluids for wide ranges of pressure and temperature 
variations and are used to derive equations of fluid state. Modeling by the Monte Carlo (MC) method [5] allows the 
state parameters to be reproduced exactly for fluids and their mixtures. It is conventionally used to compare calculated 
results with the data obtained in the context of the above-enumerated theories to substantiate their applicability.  

Attempts of generalizing the existing single-component fluid theories to a description of thermodynamic 
properties of binary and multicomponent fluid mixtures [6–9] are less successful than the results of application of these 
theories to the single-component systems. By the present time, procedures for calculating the state parameters of binary 
and triple mixtures with the Lennard–Jones interparticle interaction potential have been developed [6–9]. However, 
only a few attempts of application of other interparticle interaction potentials to calculations of thermodynamic states of 
fluid mixtures are known (for example, see [6–9]). 

In the present work, the applicability of the perturbation theory to a description of the two-component fluid 
mixture of hydrogen atoms and molecules interacting with the Morse potential is discussed. The main point of any 
perturbation theory is subdivision of the potential φ(r) of the examined system (that is, the system for which the 
excessive thermodynamic properties are calculated) into two components: reference component φref(r) that characterizes 
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the molecular interaction potential in a certain basic system and small perturbing component ϕper(r). As a basic system, 
we take advantage of the system of hard spheres conventionally used to study dense fluids. 

The thermodynamic perturbation theories differ by the method of interaction potential subdivision into the 
basic and perturbing components as well as by the criterion used to estimate the hard sphere diameters. Weeks, 
Chandler, and Andersen (WCA) [10, 11] used the hard sphere potential as a basic repulsive potential and proposed 
a thermodynamic criterion (equality of the compressibility factors of the basic system and equivalent hard-sphere fluid) 
to calculate the hard sphere diameters. This approach describes well the thermodynamic properties of single-component 
dense fluids [10–12]. 

However, the WCA perturbation theory has some disadvantages at high temperatures. First, the application of 
the basic hard-sphere potential cannot be justified at temperatures at which it must be replaced by a softer repulsive 
potential. Second, for the hard sphere packing factor near the melting transition (η > 0.4), the WCA criterion 
overestimates the hard sphere diameters and leads to the metastability of the basic system. This was also pointed out by 
Kang et al. [13] for single-component systems. Therefore, for the most part the hard sphere diameters do not satisfy the 
additivity condition 

 12 11 22
1 ( )
2

R R R= +    (1) 

for the hard-sphere system, where R11 and R22 are the effective hard sphere diameters. As a result, the thermodynamic 
properties of the two-component fluids calculated by the WCA method typically deviate by 10–15% from the MC data 
and yield physically unjustified results at high densities of interest to us. 

In the present work, different schemes of potential subdivision into the basic and perturbing components are 
used to calculate the thermodynamic properties of a two-component fluid to compare them with results of modeling by 
the Monte Carlo method and to choose the most correct scheme of potential subdivision that can further be used to 
calculate the thermodynamic properties of the two-component fluids with different interparticle interaction potentials. 

By analogy with [14], the influence of the potential subdivision scheme on the accuracy of calculating the 
thermodynamic parameters is analyzed on the example of the two-component mixture of hydrogen atoms and molecules 
with the Morse interparticle interaction potential. To compare the calculated thermodynamic properties of binary 
mixtures of hydrogen atoms and molecules, the results obtained in [14] by the MC method for the Morse potential are 
used. 

PERTURBATION THEORY 

Single-component fluid 

In the context of the perturbation theory, the Helmholtz free energy of the single-component fluid can be 
written as 

 HS HTA hoF F F F= + + ,   (2) 

where FHS is the free energy of the basic hard-sphere fluid. The second term in Eq. (2) describes the excessive energy 
caused by the intermolecular interaction; it is determined by the following expression: 

 pert 3

0
( ) ( )

2
HTAF

r g r d r
N

∞β ρ= βϕ∫ , 

where g(r) is the radial hard-sphere distribution function, β–1 = kT, and ρ = N/V is the density. The term Fho is small 
compared to FHS and FHTA and is neglected below [15].  
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Equation (2) must be supplemented with a description of the scheme of interaction potential subdivision into 
the reference and perturbing components together with the condition of determining the hard sphere diameter R. The 
WCA criterion requires that the compressibility factors of the hard-sphere and basic systems were equal. The 
compressibility χ is described by the equation 

  31 [ ( ) 1] .g r d rρχ = + ρ −
β ∫  (3) 

If we assign yref(r) in the form 

 ref ref ref( ) ( ) exp[ ( )]g r y r r= −βϕ , 

the criterion will assume the following form:  

 
ref( ) 3 ref ( ) 3[ ( ) exp 1] [ ( ) exp 1]

HSHS r ry r d r y r d r−βϕ −βϕ− = −∫ ∫ .   (4) 

After approximation of yref(r) on the right side of Eq. (4) by the function yHS(r) with allowance for the definition 
of the hard-sphere potential  

 
, ,

( )
0, ,

HS
r R

r
r R

∞ <⎧⎪ϕ = ⎨
>⎪⎩

 

we can write Eq. (4) in the form  

 ref 3 ref 3

0
( ) exp[ ( )] ( ){exp[ ( )] 1}

R
HS HS

R
I y r r d r g r r d r

λ
= −βϕ + −βϕ −∫ ∫ .   (5) 

Equation (5) for the hard-sphere diameter R can be solved numerically for known values of the density ρ and 
temperature T. 

In the context of the perturbation theory, the potential φ(r) of the examined system is the sum of the two 
components, where φref(r) is its dominating component representing the molecular interaction potential in a basic 
system and φpert(r) is its small perturbation: 

 ref pert( ) ( ) ( )r r rϕ = ϕ + ϕ .   (6а) 

Here 

  ref
( ) ( , ), ,

( )
0, ,

r F r r
r

r

ϕ − λ < λ⎧⎪ϕ = ⎨
> λ⎪⎩

 (6b) 

  pert
( , ), ,

( )
( ), .

F r r
r

r r

λ < λ⎧⎪ϕ = ⎨
ϕ > λ⎪⎩

 (6c) 

The potential subdivision point λ and the functional form of the smoothing potential F(r, λ) are arbitrary given 
that φref(r) is repulsive in character. For example, in the WCA scheme, λ = r*, where r* is the position of the potential 
minimum (that is, φ′(r*) = 0, where the prime denotes differentiation with respect to r) and F(r, λ) = φ(λ). However, 
when the packing factor is close to its frozen value for hard spheres (η = 0.494), the reference potential becomes too 
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repulsive thereby causing the metastability of the basic system in the fluid phase. For this reason, Kang et al. [13] 
suggested the potential subdivision scheme different from the WCA scheme, in which λ = min (r*, afcc), where 

afcc = 21/6/ρ1/3 is the equivalent distance for the fcc lattice, and  

 ( , ) ( ) ( ) '( )F r rλ = ϕ λ + − λ ϕ λ .   (7) 

This form is reduced to the WCA form for low densities when afcc > r*. For densities higher than those lying on 
the melting curve and for temperatures exceeding kT/ε = 100, this scheme yields the calculated results that are in 
agreement with the MC data for single-component fluids whose molecules interact with the Lennard–Jones, e–6, and 
inverse power-law potentials.  

Two-component mixtures 

The WCA criterion for a binary system has the form 

 
2

, 1
0i j ij

i j
x x I

=
=∑ , i, j = 1, 2,   (8) 

where xi and xj are the mole fractions of the ith and jth components of the mixture, respectively, and Iij corresponds to 
integral I given by Eq. (5): 

 ref 3 ref 3

0
( ) exp[ ( )] ( ){exp[ ( )] 1}

ij ij

ij

R
HS HS

ij ij ij ij ij
R

I y r r d r g r r d r
λ

= −βϕ + −βϕ −∫ ∫ .   (9) 

To change integration limits in the second term of Eq. (9), the condition φij
ref(r ≥ λij) = 0 has been used. 

Equation (9) for the two-component system has generally no unique solution for {R11, R12, R22} [16], but the system of 
three paired equations  

  0ijI =    (10) 

has a unique solution. However, the hard-sphere diameters calculated from Eq. (10) do not generally satisfy 
condition (1) required to provide the additivity of the basic hard-sphere system. This discrepancy can be eliminated by 
solving equations 

  11 22 0I I= =  (11) 

for R11 and R22 and subsequent choice of the potential φ12
ref(r) so that additivity condition (1) was satisfied and  

 12 0I = .   (12) 

Kahl and Hafner [17], who suggested this idea for the first time, have retained the WCA form and used the 
potential subdivision point λ12 as an adjusting parameter to meet condition (12). In this case, the function I12(λ12) has 
a minimum at λ12 = r12*. Hence there exist two solutions of Eq. (12) on different sides of r12* for I12(λ12 = r12*) < 0. 
Proceeding from the condition that φ12

ref(r) retains purely repulsive in character, we must choose the root λ12 < r12*.  
Unfortunately, the condition I12(λ12 = r12*) < 0 is not always satisfied, because it depends on the nature of the 

potentials φij(r) and on the thermodynamic state. Figure 1 shows the typical behavior of I12(λ12 = r12*) as a function of 
the density for the mixture of hydrogen atoms and molecules (curve N = 0). The qualitative behavior of the curve is 
independent of the temperature. At low densities at which I12(λ12 = r12*) > 0, the corresponding packing factor is 
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η ≤ 0.35, and Eqs. (1) and (12) of the Kahl–Hafner scheme are simultaneously violated. The physical reason is that the 
reference potential φ12

ref(r) is weakly repulsive in this region. In this case, the pressure and the internal energy of the 
system are discontinuous when I12(λ12 = r12*) changes its sign (Fig. 1). For this reason, the results obtained do not agree 
with the MC data. To eliminate these disadvantages, the potential subdivision scheme suggested in [14] and aimed at 
making φ12

ref(r) harder was used in the present work.  

PROCEDURE FOR CALCULATING THE THERMODYNAMIC PARAMETERS OF THE MIXTURE OF 
HYDROGEN ATOMS AND MOLECULES 

In the present work, different subdivision schemes of the interaction potentials φij(r) of the two-component fluid 
comprising hydrogen atoms and molecules (xH =

2Hx = 0.5) into the basic and perturbing components were used. The 

choice of the suitable scheme of interaction potential subdivision into the reference and perturbing components involves 
the choice of the subdivision point and functional for the smoothing potential F(r, λ) that must provide the additivity of 
the basic system and good agreement of the calculated results with the MC data. 

For this purpose, the simple Morse potentials for three interaction types 
2 2 2H H H H H H, , and− − −ϕ ϕ ϕ  were used: 

 { }* *( ) exp[ 2 ( )] 2exp[ ( )]ij ij ij ij ij ijr s r r s r rϕ = ε − − − − − .   (13) 

The coefficients εij, sij, and rij* tabulated in Table 1 were borrowed from [14]. The potentials {φ11, φ12, φ22} are 
nonadditive; therefore, φ12(r) differs significantly from the simple interpolation between φ11(r) and φ22(r). Hence, this 
case provides a severe test of the suggested subdivision scheme.  

The procedure used to calculate the thermodynamic parameters of the two-component fluid was the following. 
First Eq. (11) for R11 and R22 was solved. The approximation by cubic polynomials suggested by Grundke and 
Henderson [18] was used for the functions yij

HS(r) with r < Rij. To calculate the radial hard-sphere functions gij
HS(r), the 

procedure based on the inversion of the Laplace transforms of functions rgij(r) obtained by Lebowitz [19] from the 
Percus–Yevic equation was used. However, the agreement between the functions gij

PY(r) obtained from the Percus–
Yevic equation and the exact hard-sphere distribution function gij

MC(r) obtained in computer experiments by the Monte 
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Fig. 1. Behavior of the function I12(λ12 = RN) versus the hard-sphere packing factor ξ at T = 1000 K. Curves 
with the indicated N values show the dependences drawn with the polynomial smoothing potential of degree 
N (see Eq. (32)). The Roman numbers indicate three regions of density variations discussed in the text. 
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Carlo method was unsatisfactory. Therefore, in the present work, by analogy with the Verlet–Weis procedure [20], 
approximate expressions for the radial hard-sphere distribution functions of the form  

 PY( ,{ },{ }) ( ) ( ,{ },{ }) ( )w
ij ij ij ijg r R H r R g r R g rρ = − ρ + Δ ,   (14) 

 
1, 0,

( )
0, 0,

x
H x

x

≥⎧⎪= ⎨
<⎪⎩

 

 1/3(1 /16)w
ij ijR R= − ξ , 

 ( ) exp[ ( )]cos ( )ij
ij ij ij ij ij

A
g r r R r R

r
Δ = −μ − μ − ,   (15) 

derived by solving the Percus–Yevic equations with the adjusting term Δg(r) were used for the single-component 
system to obtain the best agreement with the results of modeling by the MC method. The parameters Aij were 
determined from values of the exact functions gij(r) at the contact points: 

 ( ,{ },{ }) ( ,{ },{ }), 11, 12, 22ij PY w
ij ij ij ij

ij

A
g R R g R R ij

R
= ρ − ρ = .   (16) 

To calculate the function gij(Rij) entering into Eq. (16), the approximation scheme was used to calculate exact 
values of gij(Rij) at the contact points according to the Carnahan–Starling rule [21, 22]  

 PY SPT1 2( , ) ( , ) ( , )
3 3

CS
ij ij ij ij ij ijg R g R g Rξ = ξ + ξ . 

Here gij
PY(Rij) are values of the radial distribution function at the contact points obtained from the Lebowitz solution for 

the hard-sphere mixtures, and gij
SPT(Rij) are calculated in the context of scaled particle theory (SPT) [23]. 

The parameters μij were determined from the following expression: 

 PY

24 /

( ,{ },{ })
ij ij

ij ij w w
w ij ij

A R
R

g R R
μ ≈

ξ ρ
. 

The system of equations I11 = 0 and I22 = 0 was solved using the Newton–Raphson algorithm with the diameters 
calculated in the context of the Barker–Henderson theory [24]  

 ref

0
{1 exp[ ( )]}

ij

ii iiR r dr
λ

= − −βϕ∫  

TABLE 1. Parameters of the Morse Potential for 
2 2 2H H H H H H, , and− − −ϕ ϕ ϕ  

Interaction type ε, K r*, Å s, Å–1 

H–H 20.2 3.28 1.436 
H–H2 25.5 3.36 1.323 
H2–H2 32.2 3.44 1.568 
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as initial values. Then Eq. (12) was solved to determine the free parameter of the chosen subdivision scheme for the 
potential φ12(r) using condition (1) for R12. Having calculated the hard sphere diameters and the free potential parameter 
for the chosen potential subdivision scheme, we can calculate the free Helmholtz energy from the formula 

 
2

pert 3

, 1 0
( ) ( )

2

ex
HSHS

i j ij ij
i j

FF x x g r r d r
N N

∞

=

ββ ρ= + βϕ∑ ∫ .   (17) 

Here FHS is the energy of the Mansoori hard-sphere mixture [21], the superscript “ех” designates their excessive 
number, and subscripts 1 and 2 refer to H and H2, respectively. The integral in Eq. (17) was estimated numerically in 
[14]. However, this method requires long computational time increasing rapidly with the integration variable r. 
Therefore, in the present work we have suggested the procedure that significantly simplifies calculations and allows the 
agreement to be obtained with the MC data better than in [14].  

Let us consider the second term of Eq. (17) comprising the integral for i, j = 1, 2: 

 pert 3
1, 2,

0
2 ( ) ( )ex

ij ij ij ij ijF g r r d r F F
∞

= πρβ βϕ = +∫ ,   (18) 

where  

 2
1, 2 ( ) ( )

ij

ij ij ij
R

F r g r r dr
∞

= πρβ ϕ∫ ,   (19) 

 ref 2
2, 2 ( ) ( )

ij

ij

ij ij ij
R

F r g r r dr
λ

= − πρβ ϕ∫ .   (20) 

Taking into account that potential (13) represents the sum of two terms one of which describes repulsion of 
molecules and the other characterizes their attraction, free energy (19) can be written as 

 1, 1, 1,
r a

ij ij ijF F F= + ,   (21) 

where 

 ,2 2
1, 2 exp( 2 ) ( )ij m ij

ij

s rr
ij ij ij ij

R
F e s r r g r dr

∞
= πρβε −∫ ,   (22) 

 , 2
1, 4 exp( ) ( )ij m ijs ra

ij ij ij ij
Rij

F e s r r g r dr
∞

= − πρβε −∫ .   (23) 

Here *
1, rF  describes repulsion of molecules, and *

1, aF  describes their attraction. 

Unlike the distribution function gij(r), the Laplace transform of the product rgij(r) 

  1/ 2
1 2( ) 12( ) exp( ) ( )

ij

ij ij
R

G s sr rg r dr
∞

= η η −∫    (24) 
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has been known in its analytical form and has simple enough functional form reported in [19]. According to the Laplace 
transform differentiation rule, we obtain 

 1/ 2 2
1 2

( )
( ) 12( ) exp( ) ( )

ij

ij
ij ij

R

G s
G s sr r g r dr

s

∞∂
′≡ = − η η −

∂ ∫ .   (25) 

With allowance for Eq. (25), integrals (22) and (23) can be calculated analytically: 

 ,2 '
1, 2 (2 )ij m ijs rr

ij ij ij ijF e G s= − πρβε ,   (26) 

 , '
1, 4 ( )ij m ijs ra

ij ij ij ijF e G s= πρβε .   (27) 

Let us consider the second term of the Helmholtz energy F2,ij described by formula (20). The integral entering 
into this equation is calculated numerically. It has finite integration limits from Rij to λij. It can be demonstrated that the 
ratio λij/Rij does not exceed 2. Therefore, to calculate integral (20), it is sufficient to know the distribution function gij(r) 
only for 1 ≤ r/Rij ≤ 2. In this range, the function gij can be calculated fast and with high accuracy. It was established that 
the optimal number of points subdividing the integration interval in Eq. (20) that allowed F2,ij to be calculated with high 
accuracy (no worse than 1⋅10–8) was N = 500. Thus, the final formula for calculating the Helmholtz free energy of the 
binary mixture assumes the following form: 

 
* *2 2 ' ' ref 2

, 1
2 ( (2 ) 2 ( ) ( ) ( ) )

ij
ij ij ij ij

ij

ex
s r s rHS

i j ij ij ij ij ij ij ij ij
i j R

FF x x e G s e G s r g r r dr
N N

λ

=

ββ = + πρβ − ε + ε − ϕ∑ ∫ .   (28) 

The dimensionless pressure Z = PV/NkBT is calculated by numerical differentiation of the Helmholtz excessive 
energy: 

 1 ( / )exZ F β= + ρβ ∂ ∂ρ .   (29)  

The excessive internal energy per molecule is calculated analogously: 

  ( ( ) / ) .ex exU F ρ= ∂ β ∂β  (30) 

Partial derivatives of the Helmholtz excessive energy with respect to variables ρ and β entering into Eqs. (29)–
(30) are calculated by numerical differentiation of the function on a uniform grid with four neighboring nodes. For this 
purpose, the formula providing the fourth order of accuracy in the grid step was sufficient. This formula was derived by 
the Runge–Romberg method from the standard formula of numerical differentiation with respect to two nodes which 
has only the second order of accuracy. 

SCHEMES OF POTENTIAL SUBDIVISION AND CALCULATED RESULTS  

In this work, the thermodynamic parameters of the equimolar H and H2 mixture was calculated using different 
potential subdivision schemes and compared with the results of modeling by the MC method. The data are presented 
here for three isotherms (103, 5⋅103, and 104 K or for kT/ε22 = 49.5, 247.5 and 495.0) corresponding to temperature 
intervals at which the mixture of hydrogen atoms and molecules does exist. At temperatures below 103 K, hydrogen is 
in the molecular form, and at temperatures above 104 K, the thermal ionization causes a significant amount of atomic 
hydrogen to be formed. The calculated results and the MC data are tabulated in Tables 2–4. The first column of each 
table designated by MC gives values of the excessive pressure and internal energy calculated by the MC method.  
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We also considered the case in which the WCA subdivision scheme was used for the three potentials without 
Eq. (12): 

 
*

*

( , ) ( ),

.

ij ij ij ij

ij ij

F r r

r

λ = ϕ

λ =
 

The corresponding values of βFex/N, βUex/N, and Z are given in the second columns of Tables 2–4 designated 
by WCA. In this case, they differ significantly from the MC data and increase for higher temperatures and densities. 
Moreover, no physically substantiated solution exists for high densities when the packing factor of the basic system is 
much greater than 0.5. We note that for the two-component mixture with 

 3 3
1 11 2 22

1 ( )
6

x R x Rη = πρ + , 

the hard-sphere packing factor η can exceed 0.5 or even 1.0 depending on the ratios ρ1/ρ2 and R11/R22, whereas the 
purely hard-sphere fluid is frozen at η = 0.494.  

At the same time, the results obtained for the single-component fluids with high densities and temperatures 
based on the potential subdivision scheme suggested by Kang et al. [13]  

  
'

*

( , ) ( ) ( ) ( ),

min( , ),

ij ij ij ij ij ij ij

ij fcc ij

F r r

a r

λ = ϕ λ + − λ ϕ λ

λ =
 (31) 

TABLE 2. Calculated Thermodynamic Parameters of the H2 + H Mixture at T = 1000 K 

ρ Parameters MC WCA N = 0 N = 1 Eqs. (34) and (35) Eqs. (34) and (36)

0.01 
F  0.201 0.201 0.198 0.180 0.180 
Z 1.189 1.217 1.216 1.213 1.191 1.191 
U 0.0411 0.0445 0.0445 0.0418 0.0426 0.0426 

0.033 
F  0.796 0.796 0.782 0.687 0.687 
Z 1.855 2.005 1.999 1.982 1.825 1.825 
U 0.228 0.254 0.254 0.242 0.227 0.227 

0.06 
F  1.780 1.640 1.610 1.486 1.486 
Z 3.123 3.544 2.998 2.959 3.104 3.104 
U 0.675 0.782 0.661 0.631 0.676 0.676 

0.1 
F  3.747 3.275 3.265 3.216 3.236 
Z 6.002 6.403 6.475 6.368 5.914 6.065 
U 1.889 2.065 2.067 2.027 1.863 1.917 

0.13 
F  – 5.126 5.075 4.869 4.932 
Z 8.808 – 9.895 9.692 8.925 9.108 
U 3.216 – 3.673 3.582 3.264 3.339 

0.2 
F  – 10.885 10.709 10.019 10.186 
Z 16.986 – 19.964 19.589 18.056 18.371 
U 7.506 – 9.009 8.806 8.056 8.209 
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TABLE 3. Calculated Thermodynamic Parameters of the H2 + H Mixture at T = 5000 K 

ρ Parameters MC WCA N = 0 N = 1 Eqs. (34) and (35) Eqs. (34) and (36)

0.033 
F  0.417 0.417 0.414 0.348 0.348 
Z 1.381 1.458 1.458 1.454 1.368 1.368 
U 0.176 0.197 0.197 0.194 0.175 0.175 

0.05 
F  0.665 0.649 0.645 0.543 0.543 
Z 1.623 1.759 1.681 1.675 1.592 1.592 
U 0.293 0.336 0.323 0.318 0.288 0.288 

0.12 
F  1.877 1.629 1.615 1.519 1.519 
Z 2.938 3.261 2.757 2.741 2.955 2.955 
U 0.987 1.139 0.939 0.926 1.001 1.001 

0.17 
F  2.833 2.416 2.415 2.406 2.411 
Z 4.138 4.251 4.331 4.299 4.049 4.173 
U 1.672 1.798 1.773 1.759 1.652 1.706 

0.6 
F  – 14.345 14.169 13.275 13.484 
Z 18.818 – 20.776 20.530 19.182 19.459 
U 11.54 – 13.245 13.029 12.034 12.248 

1.0 
F  – 28.481 28.166 26.385 26.776 
Z 35.31 – 38.168 37.873 35.713 36.159 
U 24.07 – 27.264 26.940 25.032 25.445 

TABLE 4. Calculated Thermodynamic Parameters of the H2 + H Mixture at T = 10000 K 

ρ Parameters MC WCA N = 0 N = 1 Eqs. (34) and (35) Eqs. (34) and (36)

0.033 
F  0.295 0.295 0.293 0.240 0.240 
Z 1.252 1.313 1.312 1.310 1.246 1.246 
U 0.135 0.156 0.156 0.154 0.136 0.136 

0.1 
F  0.995 0.904 0.899 0.779 0.779 
Z 1.92 2.126 1.898 1.892 1.880 1.880 
U 0.516 0.608 0.529 0.524 0.502 0.502 

0.2 
F  2.164 1.828 1.815 1.791 1.791 
Z 3.212 3.337 2.922 2.909 3.278 3.278 
U 1.309 1.437 1.207 1.195 1.345 1.345 

0.23 
F  2.511 2.144 2.143 2.133 2.138 
Z 3.653 3.618 3.781 3.761 3.561 3.658 
U 1.59 1.675 1.664 1.654 1.568 1.609 

0.4 
F  – 4.449 4.422 4.244 4.298 
Z 6.465 – 6.919 6.843 6.418 6.516 
U 3.49 – 3.818 3.765 3.501 3.566 

0.6 
F  – 7.614 7.547 7.152 7.252 
Z 10.217 – 11.012 10.892 10.238 10.371 
U 6.202 – 6.883 6.780 6.286 6.396 

1.0 
F  – 14.736 14.596 13.781 13.963 
Z 18.24 – 19.673 19.509 18.508 18.698 
U 12.55 – 13.902 13.720 12.756 12.963 

 
are in good agreement with the MC data. Therefore, it is reasonable to assume that this subdivision scheme will also 
work well for the two-component mixtures. The nonadditivity problem for hard-sphere diameters can be eliminated by 
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choosing a proper subdivision scheme for the potential φ12(r). The schemes described below are applicable only to the 
cross potential φ12(r), whereas potential subdivision scheme (31) can also be used for the potentials φ11(r) and φ22(r). 

The application of the polynomial subdivision scheme for the potential φ12(r) in the form  

  
12

12 12
12 12

0

( )( , )
!

n nN

n
rn

r dF r
n dr =λ=

− λ ϕ
λ = ∑  (32) 

provides the continuity of φ12
pert(r) at r = λ12. The resultant potential φ12

ref(r) will be repulsive if  

 12 NRλ ≤ , 

where RN is determined from the formula 

 
1

12
1 0

N

N
N

d
dr R

+

+
ϕ

= . 

The subdivision point λ12 whose position depends on the temperature and density is chosen from the condition 

 12 12( ) 0I λ = .   (33) 

Polynomial potential subdivision scheme (32) is based on the Kahl–Hafner potential subdivision scheme [17] at 
N = 0 and schemes 1 and 4 with N = 1 and N = 4 suggested by Kang et al. [13].  

It can be easily demonstrated that for polynomial potential subdivision scheme (32), the function I12(λ12) has 
a minimum at λ12 = RN. Therefore, the value λ12 = RN must be chosen when Eq. (33) has no solution (for example, for 
a 1000 K isotherm and η < 0.35). Figure 1 illustrates the behavior of I12(λ12 = RN) versus the density for a 1000 K 
isotherm with N = 0 and 1.  

In the columns of Tables 2–4 designated by N = 0 and N = 1, the calculated Helmholtz energy, pressure, and 
internal energy are tabulated for N = 0 and 1, respectively. They are in satisfactory agreement with the MC data. For 
low densities when Eq. (33) has no solution, the differences increase with temperature. For high densities when the 
subdivision point λ12 can be calculated from Eq. (33), the data calculated using potential subdivision scheme (32) 
deviate considerably from the MC data. Hence the functional form of the smoothing potential F12(r, λ12) given by 
polynomial (32) is unsuitable for the examined ranges of density and temperature variations. With increasing N, the 
agreement with the MC data is slightly improved, but computations become more complicated. Therefore, the results 
calculated for N > 4 are not presented in this work. Unlike [14], the present work considers the potential subdivision 
with the use of polynomials of degree up to N = 4.  

We used two forms of the smoothing potential F12(r, λ12) suggested in [14]. These potential subdivision 
schemes eliminate the nonadditivity problem for the reference potential, since condition (1) and Eqs. (12) hold true. 
This improves the agreement of the calculated thermodynamic parameters with the MC data in the entire range of 
density variations. To implement these subdivision schemes, three regions of density variations were first established in 
which different potential subdivision schemes were used. For region I, the isotherm was specified by the conditions 

I12(λ12 = R0) > 0 and I12(λ12 = R1) > 0. Region III was specified by the condition I12(λ12 = R0) < 0, and region II was 
intermediate between regions I and III. All three regions are shown in Fig. 1. 

To satisfy condition (12) in region I, the form of the smoothing potential F12(r, λ12) must provide a significant 
increase in the repulsion potential φ12(r) in the vicinity of the hard-sphere diameter R12. A hyperbolic cosine 

 '
12 12 12 12 12 12 12 12( , ) ( ) ( ) ( ) ( , )F r r f rλ = ϕ λ + − λ ϕ λ λ  

is an example of this form. Here 
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12

12
12 12

12 1

cosh( )
( ,  1 1 ,

cosh( )

, 0.

r R
f r A

R

R A

−⎡ ⎤
λ ) = + −  ⎢ ⎥λ −⎣ ⎦

λ = ≥

 (34) 

The amplitude A of the hyperbolic cosine in region I can be found from Eq. (12). The form of expression (34) 
was chosen to reduce Eq. (34) to Eq. (32) for N = 1 (termination of region I of high densities). This provides the 
continuity of φ12

pert(r) at r = λ12. Since A > 0, the potential φ12
ref(r) remains too repulsive; in region I, it satisfies the 

condition I12 = 0. 
Tables 2–4 demonstrate that polynomial schemes (32) overestimate the internal energy and pressure in region 

III. This means that the potential φ12
ref(r) remains too repulsive at these densities. For densities from region III, we can 

use the smoothing potential of the form 

  
12 12 12 12 12 12 12

*
12 0 12

( , ) ( ) [ ( ) ( )],

, 0 1.

F r r

R r

λ = ϕ λ + α ϕ − ϕ λ

λ = = ≤ α <
 (35) 

The parameter α is determined from Eq. (12) whose solution always exists. 
For densities from region II, Eq. (32) with N = 1 was used to provide continuous transition from Eq. (34) to 

Eq. (35). The smoothing potentials calculated from Eqs. (34) and (35) are presented in columns 5 of Tables 2–4 and in 
Figs. 2 and 3. Closed circles show the results of modeling by the MC method, open triangles show the results of 
calculations using the polynomial with N = 1 for the smoothing cross potential, solid curves show the results of 
calculations by Eq. (34), dashed curves show the results of calculations by Eq. (35), and dash-dotted curves show the 
results of calculations by Eq. (36). Values of the pressure and internal energy calculated by Eqs. (34) and (35) agree 
very well with the MC data in the corresponding regions of density variations. However, it appears that Eq. (34) works 
better at low temperatures, whereas Eq. (35) slightly overestimates the pressure and internal energy under these 
conditions. 

In spite of the fact that the free energy is a continuous function of the density and temperature, its first 
derivatives are not continuous functions. The presence of discontinuities in the thermodynamic functions on the 
interface between regions II and III worsens the agreement with the MC data.  

To provide the continuity of the free energy when going from region II to region III, the slightly different form 
of F12(r, λ12): 

  
12 12 12

*
12 0 12 12

( , ) ( ),

, 0 ,

F r r

R r s s

λ = ϕ

λ = = ≤ <
 (36) 

was used in region III. The hardness of the Morse potential s12 is the unknown parameter of this subdivision scheme. 
For s = 0, it is reduced to the WCA form. Results of calculations by Eqs. (34) and (36) are presented in columns 6 of 
Tables 2–4 and are shown by the dash-dotted curves in Figs. 2 and 3. The calculation errors are much smaller than those 
for polynomial potential subdivision schemes.  

For high densities, the potential subdivision scheme based on Eq. (35) yields the best agreement of the 
calculated results with the MC data for each isotherm. Both forms of the smoothing potential significantly improve the 
agreement with the MC data compared to the polynomial forms of the smoothing potential. However, the schemes for 
the smoothing cross potential based on Eqs. (34)–(36) do not allow us to obtain complete agreement with the MC data. 
Probably, other potential subdivision schemes, for example, based on the application of two-parameter smoothing 
potentials must be used. In this case, numerical implementation of the method will be complicated significantly. 
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Fig. 2. Dependence of the dimensionless pressure on the density for different schemes of cross 
potential subdivision described in the text for the indicated isotherms. 
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Fig. 3. Dependence of the excessive internal energy on the density for the cross-potential subdivision 
schemes described in the text for the indicated isotherms. 
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CONCLUSIONS 

1. The algorithm of calculating the thermodynamic parameters of the two-component mixture of hydrogen 
atoms and molecules interacting with the Morse potential has been developed based on the perturbation theory.  

2. It was demonstrated that the correct choice of the potential subdivision scheme reproduced exactly the 
thermodynamic properties of the two-component mixture at high temperatures and densities.  

3. If the efficiency of the potential subdivision scheme is proved by the agreement of the calculated results with 
the MC data, this scheme becomes a very convenient computational tool that can be used to reproduce exactly the 
thermodynamic properties of the two-component mixture at high temperatures and densities. 

4. The application of linear subdivision scheme (31) for the potentials φ11(r) and φ22(r) and Eq. (34) for the 
smoothing cross potential F12(r, λ12) for densities from region I (see Fig. 1) yields better agreement of the calculated 
pressure and internal energy with the MC data compared to the WCA scheme. For densities from region III where the 
WCA method yields only satisfactory or nonphysical results, application of Eq. (35) in the subdivision scheme for the 
potential φ12(r) yields good agreement with the MC data. 

REFERENCES 

1. G. Zerah and J.-P. Hansen, J. Chem. Phys., 84, No. 4, 2336‒2343 (1986). 
2. M. Ross, J. Chem. Phys., 71, No. 4, 1567‒1571 (1979). 
3. H. S. Kang, C. S. Lee, T. Ree, and F. H. Ree, J. Chem. Phys., 82, No. 1, 414‒423 (1985). 
4. W. Byers‒Brown and T. V. Horton, Mol. Phys., 63, No. 1, 125‒138 (1988). 
5. N. Metropolis and S. Ulam, J. Am. Stat. Associat., 44, No. 247, 335‒341 (1949). 
6. L. L. Lee and D. Levesque, Mol. Phys., 26, No. 6, 1351 (1973). 
7. E. W. Grundke, D. Henderson, J. A. Barker, and P. J. Leonard, Mol. Phys., 25, No. 4, 883‒896 (1973). 
8. J. Fischer and S. Lago, J. Chem. Phys., 78, No. 9, 5750‒5758 (1983). 
9. K. P. Shukla, Mol. Phys., 62, No. 5, 1143‒1163 (1987). 

10. J. D. Weeks, D. Chandler, and H. C. Andersen, J. Chem. Phys., 54, No. 12, 5237 (1971). 
11. J. D. Weeks, D. Chandler, and H. C. Andersen, Phys. Rev., A4, No. 4, 1597 (1971).  
12. J. D. Weeks, D. Chandler, and H. C. Andersen, J. Chem. Phys., 55, No. 11, 5422 (1971). 
13. H. S. Kang, C. S. Lee, T. Ree, and F. H. Ree, J. Chem. Phys., 82, No. 1, 414 (1985). 
14. D. Saumon, G. Chabrier, and J. J. Weis, J. Chem. Phys., 90, No. 12, 7395 (1989).  
15. W. Byers-Brown and T. V. Horton, Mol. Phys., 63, No. 1, 125 (1988). 
16. S. L. Sandler, Chem. Phys. Lett., 33, No. 2, 351 (1975).  
17. G. Kahl and J. Hafner, J. Phys., F15, No. 8, 1627 (1985).  
18. E. W. Grundke and D. Henderson, Mol. Phys., 24, No. 2, 269 (1972).  
19. J. L. Lebowitz, Phys. Rev., 133, No. 4A, A895 (1964). 
20. L. Verlet and J.-J. Weis, Phys. Rev., A5, No. 2, 939 (1972). 
21. G. A. Mansoori, N. F. Carnahan, K. E. Starling, and T. W. Leland, Jr., J. Chem. Phys., 54, 1523 (1971). 
22. N. F. Carnahan and K. E. Starling, J. Chem. Phys., 51, 635 (1969). 
23. J. L. Lebowitz, E. Helfand, and E. Praestgaard, J. Chem. Phys., 43, 774 (1965). 
24. D. Henderson and J. A. Barker, J. Chem. Phys., 47, No. 11, 4714 (1967). 

 
 


	Abstract

	INTRODUCTION
	PERTURBATION THEORY
	Single-component fluid
	Two-component mixtures

	PROCEDURE FOR CALCULATING THE THERMODYNAMIC PARAMETERS OF THE MIXTURE OFHYDROGEN ATOMS AND MOLECULES
	SCHEMES OF POTENTIAL SUBDIVISION AND CALCULATED RESULTS
	CONCLUSIONS
	REFERENCES


<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated v2 300% \050ECI\051)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 149
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 149
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 599
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<

    /BGR <>
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e9ad88d2891cf76845370524d53705237300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc9ad854c18cea76845370524d5370523786557406300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /CZE <>
    /DAN <>
    /ESP <>
    /ETI <>
    /FRA <>
    /GRE <>

    /HRV (Za stvaranje Adobe PDF dokumenata najpogodnijih za visokokvalitetni ispis prije tiskanja koristite ove postavke.  Stvoreni PDF dokumenti mogu se otvoriti Acrobat i Adobe Reader 5.0 i kasnijim verzijama.)
    /HUN <>
    /ITA <>
    /JPN <FEFF9ad854c18cea306a30d730ea30d730ec30b951fa529b7528002000410064006f0062006500200050004400460020658766f8306e4f5c6210306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103055308c305f0020005000440046002030d530a130a430eb306f3001004100630072006f0062006100740020304a30883073002000410064006f00620065002000520065006100640065007200200035002e003000204ee5964d3067958b304f30533068304c3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020ace0d488c9c80020c2dcd5d80020c778c1c4c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /LTH <>
    /LVI <>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken die zijn geoptimaliseerd voor prepress-afdrukken van hoge kwaliteit. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /POL <>
    /PTB <>
    /RUM <>
    /RUS <>
    /SKY <>
    /SLV <>
    /SUO <>
    /SVE <>
    /TUR <>
    /UKR <>
    /ENU (Use these settings to create Adobe PDF documents best suited for high-quality prepress printing.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /DEU <>
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /ConvertToCMYK
      /DestinationProfileName ()
      /DestinationProfileSelector /DocumentCMYK
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /DocumentCMYK
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 841.890]
>> setpagedevice


