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A Supplementary information for the virial
equation of state

In virial expansion (6) of residual pressure p™*, we collect terms representing
interactions between the same set of molecular klnds in other words, we collect
terms with the same set of powers of the molar concentrations. To represent
a given set, we choose (cross) virial coefficient with indices forming a non-
decreasing sequence. We express the number of occurrences using multinomial
coefficient, Eq. (17). In this way we obtain a virial expansion which is formally
more complex, although containing less terms than Eq. (6):
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In a similar fashion we will treat virial expansion (26) of the residual
reduced Helmholtz energy density a?". We collect terms with the same powers
of concentrations, recall the fact that the cross-virial coefficients are invariant
with respect to permutations of their indices, and use Eq. (17) for the number
of occurrences of corresponding terms in Eq. (26):
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B Supplementary information for cubic
equations of state: composition dependence of
the virial coefficients

We consider virial expansion of the Peng-Robinson equation of state (28) with
mixing rules (29)

I
b(x) = Zl;ixi, (29)

and (31),
AT, x) =Y Ai(T) wiz; . (31)
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The second, third, and fourth virial coefficients are given by expressions (34),

B=b-A, (34a)
C =0+ 2bA, (34b)
D =10 —-5b%A. (34c)

We will use mixing rules (29) and (31) in expressions (34a) through (34c). We
then re-shape the resulting formulas in form of Egs. (14), (15), and (16). This
procedure will lead to expressions for B;;, Csjx, and D;jke, the (cross) second,
third, and fourth virial coefficients.

The first term in Eq. (34a) is given as
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Here we used the following “trics”. In the third expression, we multiplied by the
sum of molar fractions, which is equal to unity. The fifth expression is obtained
from the fourth expression by swapping indices ¢ and j. The final expression is
obtained as an arithmetic average of the fourth and fifth expressions. Since the
fourth and fifth expressions are equal, also their average has the same value.
By using result (34a) and Eq. (31) in Eq. (34a) we obtain

Yaixj. (SL3)
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which, by comparison with (14), gives (cross) second virial coefficients (35).
We proceed to the third virial coefficient. The first term in Eq. (34b) can
be treated as

I I I
() (500 ) < ()
i=1 j=1 k=1
I I I
= Z Bigjxixjxk: Z Bigkl‘il‘jxk: Z le;kxixjxk

i,j,k=1 1,j,k=1 i,J,k=1
I
N _
g k + bjbk) TiT;Tg (SI.5)
i,5,k=1

The product in the second term in Eq. (34b) is



4 SI: Properties of fluid miztures based on Helmholtz energy

I I
= (Z (_)11'1> X Z Ajkxjxk

g k=1

I
g b JRTiTj T = E bAzkmxjxk— E bkwaza:]:ck

1,5,k=1 i,5,k=1
I —_ —_ —
= Z %(biAjk + bink + bkAij) TiT;Tg (SI.G)
ij,k=1

By using results (SI.5) and (SI.6) in Eq. (34b) we obtain
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which, by comparison with (15), gives (cross) third virial coefficients (36).
We proceed to the fourth virial coefficient. The first term in Eq. (34c) can
be treated as
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By using results (SI.8) and (SI.9) in Eq. (34c) we obtain
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which, by comparison with expression (16), gives (cross) fourth virial coefi-
cients (37).

C Supplementary information for the
corresponding states mixture model

In this section we describe the methods used to compute (cross) second virial
coefficients for the corresponding states mixture model described in section 2.3
and we show additional results for system nitrogen-oxygen.

C.1 Computation of virial and cross-virial coefficients in
a binary mixture based on derivatives with respect
to molar concentrations p; and ps.

The (cross) second virial coefficient is expressed as limit (56)

1 res 1 res
Bij(ml) 2RT 1_>0le (paxl) 2RTp1] (071'1)’ (SIll)

where the right-most expression is a simplified notation for the zero-density
limit of the derivative. We note that the (cross) virial coefficients in physical
systems do not depend on composition; however, we explore here an artefact
of the corresponding states-based mixture model. Here we compute the needed
partial derivatives using central difference formulas. The numerical derivative
of residual pressure can be generally expressed as

an I‘CS(T p) 1
BpT 0L walp - App?

Z Unlcp (T Pnk; Xnk) (81'12)
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The residual pressure is computed in nodal points

Puk = {Pnk1; Puk2} (SL.13)

with coordinates

Pokl = P1 + Unk1Ap1,  Puk2 = P2 + Unk2Ap2, (SI.14)

Matrix u, vector v, and scalar w are given in Table SI.1 for the three derivatives
needed to compute the (cross) second virial coefficients in a binary mixture.
Because the corresponding states mixture model is implemented as function
of density p and molar fractions x rather then molar concentrations p, an
intermediate step is needed in which we compute molar density and molar
fractions for nodal points (SI.14):

Pnk = Pnkl T Pnk2 (SI.15)
Xai = Pk (SL.16)
Pnk

Numerical derivatives of residual pressure for the corresponding states mixture

n={ny,na}
10,2} {1,1} {2,0}

k Unkl Unk2 Unk Unkl Unk2 Unk Unkl Unk2 Unk
1 0 -1 1 -1 -1 1 -1 0 1
2 0 0 —2 -1 1 -1 0 0 —2
3 0 1 1 1 -1 -1 1 0 1
4 0 0 0 1 1 1 0 0 0
Wn 1 4 1

Table SI.1 Matrix u, vector v and scalar w needed for computation of numerical
derivatives using formula (SI.12).

model cannot be expressed in the zero density limit, because their value is
indefinite in this limit. Instead, we compute these derivatives for a series points
with increasing density p at constant composition given by molar fraction
x1. The density range is chosen such that the computed values of numerical
derivatives form a straight line as function of p and they can be extrapolated
towards p — 0, as illustrated in Fig. 1 (Left).

C.2 Computation of virial and cross virial coefficients in
a binary mixture based on derivatives of the mixture
virial coefficient B with respect to molar fraction x;.

We first develop formulas for computation of virial and cross virial coefficients
based on derivatives of the residual pressure, Eq. (10), for a binary mixture.
These relations assume molar concentrations p; and ps as independent vari-
ables. Temperature is a constant parameter and, in this section, we leave it
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out from the list of variables. We will express the derivatives with respect to
piy © = 1,2, in terms of derivatives with respect to molar density p and molar
fraction xj.

Using the chain rule, we obtain for the first derivative

o™ (p1,p2) _ Op™(p,x1) Op(p1,p2) | Op™(p,x1) 0x1(p1,p2)
= : : . (SL1
p; ap Op; T o 1 Ipi (SL.17)

Molar density p and molar fraction x; are related to molar concentrations as

P1
=pi4p2, x1= ) SI.18a-b
P =pP1T P2 1 PYES ( )

From Eq. (SI.18a) we have

dp(p1, p2)
—1 SI.19
O ; ( )
so that Eq. (SI.17) simplifies to
o™ (p1,p2)  Op™(p,x1)  Op™(p,x1) Oz1(p1,p2)
= . ) 1.2
Dp; o om p; (81.20)

We take a second derivative with respect to p;, j = 1,2, again using the chain
rule:

O*p's(p1,pa) _ O*p*(p,x1) Iplpr,p2) | O7p*S(p.x1) Oxi(pi, p2)

0pip; dp? dp;j 0pOx; dpj
O%p"(p,x1) Oplpripa) Orilpripn) | P (piz1) Oza(pr:po)
Ox10p ap; Op; 0x12 ap;
dz1(p1,p2) | O™ (p,x1) Dxi(p1,p2)
. . . (SI.21
With help of Eq. (SI.19), expression (SI.21) simplifies to
0%p"(p1, p2) _ Pp*(p,x1)
dpip; op?
N Pp™(p, 1) [z1(p1, p2) 4 9z(pr, p2)
Opdzy pi Opj
N Pp'(p,x1) dzi(pr,p2) Ox1(p1, p2)
8%12 8,07, 8pj
res 2
+ ap (pv‘rl) . 0 xl(plapQ) ) (8122)

8951 aplap]
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The derivatives of z; with respect to molar concentrations p; are obtained
based on Eq. (SI.18b) as

19) 0
z1(p1, p2) _ P2 -, z1(p1, p2) ____ M S (SL.23)
dp1 (p1 + p2) dp2 (p1+ p2)
Both expressions can be reduced to a single one with ¢ = 1, 2:
axl(ﬂl»PZ) _ (71 i+1 P3—i _ 71)141 XT3—q ' (81.24)

Ip; (p1+ p2)? P

The second derivatives of molar fraction x; with respect to molar concentra-
tions are obtained by deriving equations (SI1.23),

d%x1(p1, p2) 2p2
P2) _ , SL.25
Ip1? (p1 + p2)? (51.25)
Pw1(pr,p2) _ _prL—po (S1.26)
9p10p2 (p1+p2)?’ .
Pai(pr,p2) _ 2p (SL.27)
dp2? (p1+p2)®” '
Results (SI.25) to (SI.27) can be expressed by a single formula
O%w1(pispj) _ (=1)'ps—i+ (=1)ps—; _ (=D)'ws—i+ (=1)z5_; (S1.28)
dpidp; (p1+p2)? p?
We substitute results (SI.24) and (SI.28) into Eq. (SI.22) and obtain
0%p(p1, p2) _ Pp™(p,x1) : :
res _ — ) g 4 (=1 g
p’t] aplap] apg [( ),Ig l+( )'1:3 J]
1 82pres(p xl) o 1 a2pres(p xl)
—Z £ e/ —1) Mg g ——— 2
p apazl + ( ) L3—iL3—j p2 axIQ
: j L Op™(p, 1)
—1)'x3_; g i| 5————=. 1.2
+ [(=D'wg + (—1) 23 a]p B (SL.29)

We are interested in the zero-density limit of expression (S1.29). This expres-
sion contains terms inversely proportional to p and p?. We need to investigate
the limits of these terms. We will use the fact that the residual pressure is
proportional to p? at constant composition. Using I'Hépital’s rule,

i P () D) e

- = 0,21). SI.30
=0 p 8p81’1 p—0 ap28x1 ppp:p( 75151) ( )

The right-most expression is a simplified notation for the zero-density limit of
the derivative. Because the second derivative of residual pressure with respect
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to density is finite and it is a smooth function of molar fraction, result (SI.30)
is a finite number. By using ’'Hopital’s rule doubly we obtain

Lop™(pyar) _ 1 0%p"(p, 1)

lim —
pl_% P Oz, p—02p  Opdxy
1 . 53pres(p,ac1) 1 e
Y T — 3Pppx(0,21), (SL31)

and again using I’'Hopital’s rule doubly we have

1 2pres 1 3 res 1 4, res
i L TP w) o LIV e n) 100 n)
p—0 p2 63512 p—0 2p apaxl p—0 2 3p28x1
1 res
= §pppm(0,a:1). (SL.32)

Zero-density limits (SI.31) and (SI.32) are also finite numbers. We express
zero-density limit of the second derivative of residual pressure as given by
Eq. (SI.29) with help of pre-computed limits of individual terms, Egs. (SI.30)
and (SI.32):

V0. ) = li (o, )
1 . )

=P, (0,21) — 3 [(—1)'@3—; + (—1) 23]

(_1)i+j

ngepsx((),xl) + 9

L3—iL3—j p;‘fm(o,xl) . (8133)

We write Eq. (SI.33) separately for the individual cases:

2

res res res T2 res
P11 (Oa .731) = Ppop (07 .561) + m2pppa;(07 Il) + ?2 pppxz(ov '7:1) ) (8134)

P13 (0,21) = p37°(0, 21)
res L2 = T1 res L1T2  yes
=Py (0,1) + 5 Ppp(0,71) — 5 Pppra(0,71), (SL.35)

2

res res res L1 res
Pa2 (07 xl) = ppp (0’ xl) - xlpppx(oﬁ xl) + épppwx(07 .’131) ’ (8136)

With respect to Egs. (13a) and (56) we can express Egs. (SI.34) to (SI.36) in
terms of the mixture virial coefficient B(z1) and its first and second derivatives
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with respect to x1, B, (x1) and By, (x1), respectively:

2

Bur(a1) = B(xr) +22Ba(a1) + 5 Bra(r1). (57)
Bl2(1’1)=B(1’1)+x2gxle(1'1)_%Ba:m(wl)v (58)
BQQ(CL‘l) = B(J,’l) — .’Ele(.’L'l) + %%sz(ah) . (59)

Formulas (57) to (59) appear to be most convenient way for evaluating (cross)
virial coefficients for corresponding states mixture models, because the mix-
ture virial coefficient B(z1) is an easily accessible result. Its first and second
derivatives with respect to molar fraction x; can be computed numerically.
By substituting formulas (57) to (59) into the right-hand side of Eq. (18),

B(x) = 2By + 22129 B2 + 22 Bss (18)

we can verify that this equation holds even for the more general (although
not physical) case that B;; depend on composition, as it is in case of the
corresponding states mixture model.

As another test of formulas (57) to (59), let us consider the case when the
mixture second virial coefficient obeys the proper composition dependence as
given by Eq. (18) with composition-independent coefficients B;;. We substitute
To = 1 — x1 to obtain

B($1) = CC%Bll + (2.’131 - 2.13%)312 + (1 — 2.131 + x%)ng . (8137)
Derivatives B, and B,, are easily obtained as
Bz(lL'l) = 2‘%1311 —+ (2 — 4.’[1)312 + (72 + 2‘%1)322 5 (8138)

Bzz(l‘l) =2B11 —4B13 + 2By (8139)

When expressions (SI.37), (SI.38), and (SI.39), are substituted in formulas
(57), (58), and (59), we recover, respectively, the (cross) virial coefficients By,
B12, and BQQ.

C.3 Virial coefficients for nitrogen-oxygen mixture

In section 2.3.1 of the article, (cross) second virial coefficients for system
nitrogen-water are presented. Figures SI.1, SI.2, and SI.3 show, respectively,
the nitrogen-nitrogen, nitrogen-oxygen, and oxygen-oxygen virial coefficients.
For both systems, the curves were computed with two methods: the numerical
differentiation and extrapolation introduced in section C.1, and semi-analytical
formulas developed in section C.2. Both methods agree mutually within the
graphical resolution.
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Fig. SI.1 Composition-dependent second virial coefficient of nitrogen B1; in the mixture
with oxygen. (An artifact of mixture model [8, 9].) Isotherms B11(T,x) [9] (solid lines) and
B11(T) [31] (dashed lines).
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Fig. SI.2 Solid lines: composition-dependent cross second virial coefficient of nitrogen and
oxygen Bi2(T,x) (An artifact of mixture model [8, 9].) Dashed lines: cross second virial
coefficient of nitrogen and oxygen Bi2(T) [44]

D Supplementary information for the proposed
mixture model

D.1 Virial expansion for the proposed mixture model

In this section we will treat expansion (116) of the proposed mixture model
in a similar fashion as we treated virial expansion (SI.2). The comparison of
the two results will serve for expressing the virial coefficients B;;, Cjji, and
Djjre, in terms of coefficients Bij, C’ijk, and ﬁijk-[. For convenience we recall
Eq. (116) here:
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Fig. SI.3 Solid lines: composition dependent second virial coefficient of oxygen in mixture
with nitrogen Baa(T,x) (right). (An artifact of mixture model [8, 9].) Dashed lines: second
virial coefficient for oxygen Bas(T) [43].
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OJ

We note that coefficients B”7 C”k, and f)ijkg, are not fully invariant with
respect to permutations of the indices (unlike the cross virial coefficients).
Therefore, we first use all the permutations of indices in the sums:

iBumz S (Bt B) ooy + 1Y ol

i=1 j=i4+1 i=1
I
> [(Cits + Cusi + Csas) 020 + (Cigs + Cig + i) pie?

I
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§ Z iiii PZ + 3 Z Z {(-biiij + Diiji + bijii + ﬁjm) P?Pj

i=1 j=i+1

Dy
( ij + Dijij + Dijji + Dyjii + Djiji + Djjii) P?P?
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+ (f)ijjk + Dijkj + Dikjj + Djijk + Djikj + f)jjik
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+ Dkijk + Dkikj + ﬁka‘k + ﬁkjki + ﬁkkij + Dkkji)pipjpi}

1 - - - - - - -
+ 3 Z 2 Z Z <DijkE + Dijor + Dikje + Diker + Digjr + Diokj

+ Djz‘kz + Djifk + Djm'z + Djkei + Djm'k + Djzm'
+ Dkij@ + Dkwj + ka + ka + Dkéij + Dkéji

+ Deijk + D&‘kj + Deﬁk + ngki + Dekz‘j + Dekji)pipjpkp[ +.... (SL40)

Using symmetries (120), (121), and (122), we can replace repeated terms by
multipliers. In this way, Eq. (S1.40) reduces to shape

1
ZB“/)Z +2Z Z Bijpip; + = ZCZ“ P}

i=1 j=i+1
11—1 I
z 2. 2C. i) o2
+ 2 ljZ Pi Pj + ijj + Jjji pzﬂ;
=1 j=1+1
I-2 1-1 I
+ Z (Cijk‘f'cikj"'cjki) PiPjPk
=1 j=i4+1 k= ]+1
I
+ = Zsz p7 + = Z Z [ (Diiij+Dijii) P?Pj
=1 j=141

+ (Biijj +4D;j; + Djjn') P?P? +2 (bim + Djm) pmﬂ
-2 I-1

I

o1l ) . ) )

+ 3 g g |:<Diijk + 2D i1 + 2Dj15 + Djkii)ﬂz?pjpk
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+ <2f)ijjk + Dikjj + Dyjjir + 2Djkij)pip?pk

+ (Dijkk + QDikjk + 2Djkik + ﬁkkij)ﬂiﬂjﬂi]
I

-3 I-2 I-1

I
+ % Z Z Z (.Dijké + Dirje + Digjr

i=1 j=i+1 k=j+14=k+1

+ bjkil + ijik + Dkfij)pipjpkp[ +.... (SL41)

D.2 Numerical test of the virial expansion for the

proposed mixture model

Virial coefficients are obtained by comparing Eq. (SI.2) with expression (SI.41).
This procedure results into formulas (123) to (129).

The virial expansion of formulation (75) was checked numerically in the

following manner.

1.

For a chosen number of components I we assumed dimensionless Helmholtz
energy volumities of components and cross-components &;; in form of the
fourth-order virial equation (103),

_ 1.
G (ij + ATij, i) = Bij(1ij + A7i5) + 5 Cij(1i5 + ATi5)0i

[\

+ 5 Dij (135 + A7i5) 0

j

(SL42)

W =

. Reduced virial coefficients Bij, C’ij, and Dij for the components and cross-

components were assumed as polynomial functions of the difference Ar;; of
reduced reciprocal temperature from a reference value 7;;,

Bij(tij + ATij) = Bijo + B; 0ATij + 3B} o(A75)* (SI.43)
Cij(7ij + Atij) = Cijo + Cfj 0ATij (SL.44)
Dij(7ij + A7ij) = Dijo - (SI1.45)

Coefficients B;j o, ngyo, B;;-’O,CMO,C'{]}O, D;; .0, and scaling volumes v;; were
generated as symmetric random matrices I x I.

Quadratic density scaling function (100)

wakﬂk +35 Z bijkePr Pt (100)

kél

was substituted for ¢;; in Eq. (SI.42). Coefficients b;jx and b,k for the
density scaling function, and coeflicients c;;; and c;;x¢ for the temperature
scaling function, were chosen as random numbers satisfying constraints (88),

(89), (91), and (94).
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4. The quadratic temperature scaling function (102)

I I
1
Tij (0, p) = Ti;0 + ki_l CijkPk + 5 k%_l CijktPKPE (102)

was substituted at place of 7;; + A7;; in Egs. (SI.43) through (SI.45).
Coefficients c;j;, and c;re were chosen as random numbers satisfying con-
straints (88), (89), (91), and (93). We note that T;;6 = 7;;, so that
technically expression

Z CijkPk + 5 Z CijktPEPL (8146)

kél

is substituted for A7;; in Egs. (S1.43) through (SI.45).
5. Using B”, C,j, and D;;, resulting from the previous step, in Eq. (SL42).
6. Using &7, resulting from the previous step, in Eq. (75),

I
=Y pipjui&y] - (75)

i,7=1

In this way the test implementation of formulation (75) is completed.

The tested virial expansion of formulation (75) was constructed as follows.
The zero-density limits of derivatives of the quadratic density and temperature
scaling functions are

,D;zn,p bmnp ’ D'rfln,pq bmnpq ? Tﬂfmp = Cmnp ) 7dwfn,pq = Cmnpq .
(S1.47)
Coefficients Emn, C’mn, and ﬁmn, were computed using, respectively,
equations (117), (118), and (119). Consequently, the second, third, and fourth
cross-virial coefficients could be evaluated using, respectively, Egs. (124), (127),
and (129) After that, we evaluated the residual reduced Helmholtz energy
density ot using virial expansion (26).

I I
1 1
ol = E Bijpipj + 3 > Cijkﬂiﬂjﬂk""g > " Dijrepipiprpe-  (26)
ij=1 irj k=1 ik t=1

For numerical comparison, we chose a random vector of molar fractions x
satisfying condition that the sum of molar fraction is unity. We chose a range
of values of density p and constructed corresponding ranges for concentrations
p = px. For this “data set” we evaluated residual reduced Helmholtz den-
sity o, Eq. (75), and its virial expansmn adf | Eq. (26), were evaluated. We
checked how the difference a®* — a4 depends on densfcy and we found that
the main term in this deviation is proportional to p® as expected, because
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series (26) is terminated after the fourth term. This was best seen by construct-
ing a variable £ = p", where n is an integer exponent, and plotting a numerical
derivative d(a®" —ad)/d¢ as a function of p. For n = 5, the obtained line
extrapolates to a finite limit for p — 0. For n > 5, it diverges, and for n < 5
it bends to zero.

E Reduced density of Helmholtz energy a? as a
thermodynamic potential

Molar Helmholtz energy a is defined based on molar internal energy u and
molar entropy s as
a=u—Ts. (SL.48)

Helmholtz energy can also be obtained via an Euler-type equation as

1
a= Z WiT; — % , (SL.49)
i=1

where p; is chemical potential of component i. A change of molar Helmholtz
energy a can be expressed in terms of changes of temperature 7', molar density
p, and molar fractions z; as

I
da = —sdT + [% dp+ Y pidai (SL50)
=1

where s stands for molar entropy. We defined the reduced Helmholtz energy
density a? by Eq. (23) as
a_ ap
= —. 23
From Eq. (23) we find by differentiation

B RT dad L RaddT B RT dp

da
P P p?

(SL51)

From Eq. (11) we can express molar fraction z; in terms of concentration p;
and molar density p as

Pi
p (SL.52)
By differentiation we obtain
dp; — z; d
da; = % . (SL53)

We substitute expressions (SI.51) and (SI.53) into Eq. (SI.50) and obtain
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I
a_ (pTs a)(_dT\, 1 (p, RTa® <~
da _(R +Ta>< T2 +RT ,0+ p ;/Lll‘z dp

I
Hi

+i:1 RT

We note that the first term on the right-hand side can be related to internal
energy through Eq. (SI.48). We also note that the second term on the right-
hand side cancels on account of Eq. (SI.49). Consequently, we can simplify

Eq. (SI.54) to
I
a_ pu dr
do® =" <—T2> +
i=1

We further replace temperature T' by reciprocal temperature 6,

Hi
i 1.
77 3P (SL.55)

1

which allows to rewrite Eq. (SI.55) as

I
pu i
dat = == d6 dp; . SI1.56
af =7 df + 2 /T p (SL.56)
Differentiation of function o (8, p) gives
I
da® = agdf + > aldp;, (SL.57)

i=1

where we introduce a notation for derivatives

da’(6, p) d da’ (6, p) d
= =af. I
50 oy, 20, asg (SL.58)
By comparison of Eqgs. (SI.56) and (SI.57) we see
ad =2 (SL59)

R

This quantity can be called reduced internal energy density. Its unit is
K - mol - m~3. Further we observe identity

d Hi
d . IN
% = pr (SI.60)
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Dimensionless quantity a? can be called reduced chemical potential of compo-
nent i. Pressure can be obtained based on Eq. (SI.49) as

I
p=RT (Z afpi — ad) . (SL61)

i=1
Molar entropy s can be obtained based on Eq. (S1.48) as

s= % (0043 - ad) . (S1.62)
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