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In this paper, we report new PVTx measurements for water + toluene binary mixtures at 11
near-critical and supercritical isotherms T = 623, 627, 629, 631, 633, 643, 645, 647, 649, 651,
and 673 K and pressures up to 39 MPa at a fixed concentration of x = 0.0287 mole fraction of
toluene. Using these PVTx data together with data obtained earlier by other authors, we
developed a crossover Helmholtz free-energy model (CREOS) for pure toluene and dilute aqueous
toluene solutions in a wide range of the parameters of state around the vapor—liquid critical
points. In the temperature range 593 K < T < 680 K and density range 100 kg-m~2 < p < 500
kg-m~3, the CREOS reproduces the PVT data for pure toluene with an average absolute deviation
(AAD) of about 0.5%, the Cp data with an AAD of about 1%, and the sound velocity data with
an AAD of about 2.6%. In water + toluene mixtures, the CREOS yields an adequate description
of all available experimental data in the region bounded by 0.35p,(x) < p = 1.65p.(x) and
0.98T¢(x) = T =< 1.15T(x) at x < 0.04 mole fraction of toluene. The possibility of extrapolating
the CREOS model to lower temperatures, 0.93T, < T <T,, and higher densities and concentra-
tions, up to p = 2p. and x = 0.12, is also discussed.

1. Introduction

The thermodynamic behavior of dilute mixtures in the
vicinity of a solvent’s critical point is of considerable
practical and theoretical importance. Similar to carbon
dioxide, supercritical water (SCW) has been proposed
as an environmentally acceptable solvent and reaction
medium for a number of technological applications. The
thermodynamic properties of hydrocarbons in water at
high temperatures and high pressures are also of
considerable interest in geochemistry, petrochemistry,
and organic chemistry (hydrothermal synthesis, forma-
tion of petroleum, reservoir fluids, enhanced oil recovery-
in tertiary oil recovery), environmental protection (re-
moval of hydrocarbons from wastewater and the fate of
hydrocarbons in geological fluids), and new separation
techniques and biological degradation without char
formation.1=8 SCW is also widely used for the extraction
and destruction of organic fluids such as chemical
warfare agents.” Design and control of the systems for
supercritical fluid extraction require pure-component
and mixture thermodynamic properties and molecular-
based understanding of the mechanism underlying the
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supercritical solubility enhancement. Efficiencies of
technologically important applications of SCW might be
substantially improved through a better understanding
of the solvation structure around the solute dissolved
in SCW816 and specifics of behavior of the water +
hydrocarbon mixtures near the critical point of pure
water. A realization of the potential of supercritical fluid
solubility will prove to be impossible without a better
knowledge of the thermodynamic properties of fluid
mixtures near the solvent (pure water) critical point,
which requires a fundamental equation of state (EOS)
for pure water and dilute aqueous solutions in the
critical region.

To formulate the thermodynamic properties of binary
mixtures far away from the critical point, an array of
analytical models and equations of state (EOSs) are
usually used.”8 However, it is well-known that all of
these analytical—classical models fail to reproduce the
thermodynamic surface of pure fluids and binary mix-
tures in the critical region. The thermodynamic surface
of a pure fluid exhibits a singularity at the critical point
that can be described in terms of scaling laws with
universal critical exponents and universal scaled func-
tions.1920 The thermodynamic surface of a binary mix-
ture in the critical region differs substantially from
those observed in pure fluids. In the critical region, a
mixture displays a regime of pure fluid-like behavior
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at a fixed field variable (chemical potential i) rather
than at a fixed composition x.21723 As a consequence,
all thermodynamic properties calculated at fixed com-
position are renormalized in the critical region of a
binary mixture.20.24.25

There are few crossover models of mixtures formu-
lated in terms of the chemical potential that incorporate
scaling laws in the critical region and transform into
an analytical EOS far away from the critical region.
Examples include the six-term crossover model devel-
oped by Sengers and co-workers,26728 the crossover
Leung—Griffiths model developed by Belyakov et al.,2%-3
and the more extensive parametric crossover model
developed by Kiselev and Rainwater.3! The Helmholtz
free energy in the latter model was represented in a
universal parametric form, which does not depend on
the details of the intermolecular interaction and is
equally valid for any pure fluid and binary mixture in
the critical region, including ionic and aqueous solu-
tions. All system-dependent parameters of this model
are expressed as functions of the excess critical com-
pressibility factor of the mixture. Therefore, if the
critical locus of the mixture is known, all other ther-
modynamic properties can be predicted. So far, the
computer program CREOS97, based on the parametric
crossover model developed by Kiselev and Rainwater,3!
has been successfully applied to the prediction of the
vapor—liquid equilibrium (VLE) surface and thermody-
namic properties for more than 20 binary mixtures.30-33
However, most of these applications were restricted to
type | binary mixtures, according to the Van Konynen-
berg—Scott specification,3* and the question of the
application of the theoretical crossover models to other
types of binary mixtures remains open. Few attempts
were made to extend the nonclassical crossover ap-
proach to the binary mixtures near the liquid—liquid
critical points,3 types V36 and 1137 binary mixtures.
However, so far, no practical crossover model capable
of reproducing the thermodynamic surface for all five
types of binary mixtures has been developed.

In this work, we applied the parametric crossover
model incorporated in the program CREOS97 to the
description of the phase behavior and thermodynamic
properties of critical dilute aqueous toluene mixtures,
which, according to the Van Konynenberg—Scott speci-
fication, correspond to the type Il mixture. To identify
the T¢(x) and p¢(x) critical locus as x — 0, we have
measured the PVTx properties of dilute water + toluene
mixtures in the vicinity of the critical point of pure
water. These data together with PVTx data reported by
Degrange?® have been used to develop a crossover EOS
for water + toluene mixtures in the wide region around
the critical point of pure water. We proceed as follows.
In section 2 we describe the parametric crossover model
for binary mixtures. In section 3 we give a detailed
review of the existing experimental data for the dilute
critical water + toluene mixtures. Our original experi-
mental measurements are presented in section 4. In
section 5 we describe the crossover EOS for pure toluene
and dilute aqueous toluene solutions. Comparisons with
experimental data for pure toluene and water + toluene
mixtures are discussed in section 6. Our results are
summarized in section 7.

2. Crossover Free-Energy Model

A phenomenological procedure for dealing with the
crossover behavior of the Helmhotz free-energy density
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in the critical region of pure fluids has been developed
by Kiselev and co-workers.3*~#! Later, using the critical
point universality (also called the isomorphism prin-
ciple?024), Kiselev*? extended this crossover approach to
binary mixtures. In the present paper, for the prediction
of the thermodynamic properties and the phase behavior
of water + toluene mixtures in and beyond the critical
region, we use the parametric crossover model developed
by Kiselev,*? as modified by Kiselev and Rainwater.31:32
The crossover free-energy density in this model is given

by
PA(T,p.%) = pA(T,p,X) — pit(T,p.X) 1)

where ji = up, — u1 is the difference of the chemical
potentials u; and u, of the mixture components, x = N/
(N1 + Ny) is the mole fraction of the second component
in the mixture, pA(T,p,X) is the Helmholtz free-energy
density of the mixture, and the isomorphic variable X
is related to the field variable ¢, first introduced by
Leung and Griffiths,*3 by the relation
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(where R is the universal gas constant) provides a
relation between the concentration x and the isomorphic
variable X. Similar to the concentration, the isomorphic
variable X changes from 0 to 1 for 0 < x < 1. At fixed X,
the isomorphic free energy pA is the same function of T
and p as the Helmholtz free-energy density of a one-
component fluid39-42
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scaled functions Wi(®) are the universal analytical
functions of the parametric variable
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Table 1. Universal Scaled Functions
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The exact expressions for these functions are given
in Table 1. The crossover function R(q) is defined by the
expression3!
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The system-dependent parameter § O Gi~, where Gi
is the Ginzburg number for the fluid of interest*4-46 and
Ao is a universal constant. In egs 4—8, all nonuniversal
parameters as well as the critical parameters T¢(X), pc(X),
and P¢(X) are analytic functions of the isomorphic
variable X. In previous work31—334748 for type | binary
mixtures, these functions were represented as simple
polynomial forms of X and 1 — X. The water + toluene
system corresponds to a type 11l mixture, in which the
VLE critical locus at high pressures is transformed into
the liquid—liquid equilibrium (LLE) critical locus that
is disconnected from the critical point of the pure
solute—toluene (see Figure 1). Therefore, for T¢(X) and
pc(X) in dilute water + toluene solutions (x < 0.15), we
use here the same expressions as those in previous
papers31:3242

TH=T,1-0)+Tx+Q-9YTx (9
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while the critical pressure is expressed as a function of
Te(X)
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where T; ., is the lowest critical temperature at P, — T,
critical locus (see Figure 1) and the subscripts cO and
cl correspond to the pure solvent (water) and solute
(toluene), respectively.

In addition to eqs 9—11, we also adopted a so-called
critical line condition (CLC), which implies that a zero

level of the entropy of a binary mixture can be chosen
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Figure 1. Pressure—temperature phase diagram for the
water + toluene mixture. The symbols with the dotted eye guide
lines represent experimental data:81-8486 CP1, critical point of pure
water; CP2, critical point of pure toluene. The dash-dotted line
represents the critical locus by Alwani and Schneider.8” The solid
lines represent the following: 1, vapor-pressure curve calculated
with the IAPWS-95 formulation for water;®* 2, vapor-pressure
curve calculated with the multiparametric EOS of Lemmon and
Jacobsen.® The shaded area represents the region where the new
PVTx data have been obtained.

so that the isomorphic variable X = x along the whole
critical line, including the pure solvent limit. The CLC
applied here is similar to the CLC implemented earlier
by Kiselev et al.31:3242 for type | mixtures
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To specify the crossover equation for A(T,p,%) of a
binary mixture, we also need the system-dependent
parameters di(X), k(x), &(X), €i(x), mi(X), and Ai(X) as
functions of the isomorphic variable X. To represent all
system-dependent parameters in eqgs 4—8, designated
as ki(X), as functions of X, we utilize the hypothesis*®
that in binary mixtures all system-dependent param-
eters depend on X only through the excess critical
compressibility factor AZ(X), where

AZ(X) = Z(%) — Zeia(X) 13)

is the difference between the actual compressibility
factor of a mixture Z(X) = P(X)/Rpc(X) T¢(X) and its
“ideal” part Z:q(X) = Zeo(X) (1 — X) — ZaX. The dimen-
sionless coefficients di(X) and k(X) are written in the
form31,42

IZi(f() = kiO + (kiy — kio);( + ki(l)AZc()”() + ki(Z)AZc(f()2
(14)

and all other coefficients are given by

P(%)

l~(i()~() = m[kio + (kiy = Kig)X +

KMAZ (%) + KPDAZ(%)?] (15)

Within the law of corresponding states (LCS), the
mixing coefficients k;0 in eqs 14 and 15 are universal
constants for all type I binary mixtures with AZ; < 0.2.31



Table 2. Universal Constants
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a=0.110

B =0.325
y=2-a-28=124

b2 = (A — 2B)/y(1 — 2p) = 1.359
Al = él =0.51

Az = Az = 2A1 =1.02
As=As=y+B—1=0565
As =1.19

The parametric crossover model for binary mixtures
is specified by eqs 4—15 and contains the following
universal constants: the critical exponents a, 3, A;, and
Aj and the linear-model parameter b2. The values of all
universal constants are listed in Table 2.

3. Available Experimental Data

3.1. Pure Toluene. The PVT properties of pure
toluene have been studied by a number of authors.50-63
Most of these measurements were performed at tem-
peratures up to 450 K except for the measurements of
Straty et al.,>® Akhundov and Abdullaev,®263 and Franck
et al.,52 where the measurements were made at tem-
peratures up to 673 K and at pressures up to 300 MPa.
Akhundov and Abdullaev®® presented very extensive
experimental PVT data for toluene in the temperature
range from 573 to 673 K at pressures up to 50 MPa.
The uncertainty of these data is 0.05% for densities
above 1000 kg-m~2 and about 0.1% for densities lower
than 1000 kg-m~3. Measurements have been made using
two piezometers with different volumes of 125 and 890
cms3. The differences between the measurements are
0.01-0.02%. The pressure was measured with dead-
weight pressure gauges MP-600 (at high pressures) and
MP-60 (at low pressures) with an uncertainty of 0.01%.
The sample had a purity of 99.98 mass %. Akhundov
and Abdullaev®® reported PVT measurements for tolu-
ene along 13 near-critical isotherms between 591.15 and
603.15 K, densities from 275.00 to 359.51 kg-m~3, and
pressures between 4.2 and 4.9 MPa. The five isotherms
592.15, 593.15, 593.95, 598.15, and 603.15 K were
measured twice to test the reproducibility of the mea-
surements. The differences between the test measure-
ments are 0.02—0.03%. The pressure was measured
using the MP-60 with an uncertainty of £0.02%. The
uncertainty of the density measurements is about +0.02
to +0.03%. From the PVT measurements, the following
critical parameters were extracted: T, = 593.85 K,
P.=4.2358 MPa, and p. = 289.77 & 3 kg-m~3. The data
presented by Straty et al.>® cover the temperature range
between 348 and 673 K at pressures up to 35 MPa. They
measured 27 pseudoisochores from 156.6 and 829.2
kg-m~3. Except for the critical region, the estimated
uncertainty of density measurements is 0.2% at the
highest densities and 0.35% at the lowest densities. The
agreement between the Akhundov and Abdullaevt063
data and the Straty et al.>® data is about 0.4%, except
in the critical region where the density differences
reached about 1.5%. The maximum deviations are about
1.2-1.9% along the isotherm 623.15 K at densities
between 285.6 and 534.4 kg-m~3. In general, there is
excellent consistency between the Akhundov and Ab-
dullaev89%3 data and the Straty et al.>® data. These data
are recommended for inclusion in the experimental base
for developing an EOS. The density of toluene has been
measured from 323 to 673 K and between 5 and 300
MPa by Franck et al.62 along 16 isochores with densities

é;; = A4 = A3 — 0.5 =0.065

As = As — 0.5=10.69

eo=2y + 38— 1=2455

e1 = (5 — 2ep)(e0 — B)(2e0 — 3)/3(e0 — 56) = 0.147
e; = (5 — 2ep)(e0 — 3ﬁ)/3(60 - Sﬂ) =5.35:102
6322—(1—A5=3.08

es = (2e3 — 5)(es — 3p)/3(es — 58) = 0.559

Ao =0.5

from 335 to 950 kg-m~3. Their measurements were
made using a cylindrical autoclave with an internal
volume of 66.3 cm3. These data show good agreement
(within 0.2%) with the data by Magee and Bruno®® and
Pohler and Kirané! at temperatures up to 423 K and
pressures up to 50 MPa. The differences between the
Franck et al.6? data and measurements by Akhundov
and Abdullaev®%.63 and Straty et al.>° at high tempera-
tures and low pressures (P < 50 MPa) reach 1.5%.
Magee and Bruno®® reported data in the temperature
range from 180 to 400 K and at pressures up to 35 MPa.
Measurements were carried out on 20 liquid isochores
between 791 and 973 kg-m~2. The pressure was mea-
sured with an uncertainty of 0.01% at P > 3 MPa and
0.05% at P < 3 MPa. The uncertainty of density
measurements is 0.05%. Measurements were made
using a nearly constant volume container with an
internal volume of 28.5193 £ 0.003 cm?3. These data
show good agreement (within 0.2%) with the data
derived by Akhundov and Abdullaev,5%63 Kashiwagi et
al.,>® and Muringer et al.5> Excellent agreement within
0.05% is observed between the Magee and Bruno®8 and
Straty et al.>® data. A Kay-type apparatus was used to
measure the PVT of gaseous toluene from about 423 to
498 K by Marcos et al.>* The values of the second virial
coefficients were calculated for the measured isotherms
423.26, 448.13, 473.19, and 498.29 K.

Saturated densities for toluene were reported by
Polikhronidi et al.%* from calorimetric Cy measurements,
Mamedov and Akhundov,% Magee and Bruno,>® Zotov
et al.,®¢ Okhotin et al.,’” Hales and Townsend,® Chirico
and Steele,®® Rudenko et al.,’”® Shraiber and Pech-
enyuk,” and Francis.” There is satisfactory agreement
(within 2%) between the data reported by Polikhronidi
et al.5* and the data reported by Mamedov and Akhun-
dov.%5 In the range far from the critical point (T < 588
K), the Polikhronidi et al.%* results for the saturated
liquid densities show good agreement (within about
+1%) with the corresponding experimental data pre-
sented in refs 58 and 65—71. At high densities and at
temperatures below 525 K, the agreement between all
of these data sets is excellent (AAD = 0.3%). The
saturated liquid data in the critical region by Mamedov
and Akhundov®® show deviations within 2% of data by
Polikhronidi et al.,5* and the saturated vapor densities
deviate by about 3%. The values of the saturated liquid
densities calculated from the Goodwin”® EOS show
deviations from the data by Polikhronidi et al.54 of 2—3%
in the immediate vicinity of the critical point (about 1
K around the critical temperature). At temperatures
below 592 K, the deviations are about 1.5%, while for
vapor isochores in the immediate vicinity of the critical
point (about 1—2 K around the critical temperature),
the deviations of densities calculated from the Good-
win’® EOS are between 5% and 7%. The reason for this
is that Goodwin’3 calculated the saturated vapor densi-
ties pg from the thermodynamic relation (Clapeyron
equation)



using the experimental saturated liquid densities pg,
vapor pressures Ps(T), and enthalpies of vaporization
AHyqp. Because of propagated uncertainties, values
derived from eq 16 can be less accurate than direct
measurements of saturated vapor densities. The satu-
rated liquid density data in the critical region reported
by Polikhronidi et al.5* have been used for development
of the crossover model for toluene. Vapor-pressure
measurements for toluene in the critical region were
performed by Mamedov and Akhundov,’® Krase and
Goodman,” Ambrose et al.,”>76 and Griswold et al.””

Goodwin@ developed a nonanalytical EOS for toluene
for temperatures from the triple point (178.15 K) to 800
K, with pressures to 100 MPa using the PVT measure-
ments by Straty et al.>® and Akhundov and Abdul-
laev.%%63 Franck et al.52 developed a Tait-type EOS for
toluene. A simplified EOS for toluene was developed by
Mamedov et al.®578 Polt et al.” reported a Bender-type
EOS with 20 parameters for toluene which were fit to
the 685 PVT data by Akhundov and Abdullaev®%63 and
Marcos et al.>* in the temperature range from 298 to
673 K and pressures up to 25 MPa. Recently, Lemmon
and Jacobsen® developed a preliminary fundamental
EOS for toluene which was obtained from a fit of the
analytical multiparameter polynomial form to the avail-
able high-accuracy experimental PVT, Cp, and sound
velocity,



toluene at infinite dilution as a function of state
parameters were tested. The partial molar volumes at
infinite dilution were obtained by extrapolation of the
apparent molar volumes correlated as a function of the
concentration. The uncertainties of the derived values
of partial molar volumes are within 3—6 cm3-mol~1! at
temperatures above 573 K.

The phase behavior of the water + toluene system
belongs to type 11l mixtures. Figure 1 shows the P—T
phase diagram and the region of the P—T plane for
which values of the PVTx data were measured for the
water + toluene mixture. Figure 1 includes the available
experimental data on the three-phase equilibrium curve,
the critical curves, UCEP coordinates, vapor-pressure
curves for pure components, and phase equilibria
(P—T) curves for some selected compositions reported
by Alwani® and Connolly®* for the water + toluene
mixture.

4. New PVTx Measurements

New measurements of the PVTx properties for
water + toluene mixtures have been performed with a
constant-volume method which involves extracting
samples from the piezometer under isothermal condi-
tions. The method of measurements, experimental pro-
cedure, and construction of the piezometer have been
discussed in detail elsewhere.?1~% The main part of the
apparatus for PVTx measurements consisted of an air
thermostat, a piezometer, lines for filling and extracting
samples, temperature-control and temperature-measur-
ing devices, and pressure-measuring instruments. A
cylindrical piezometer horizontally mounted in the
center of the air thermostat was used. The piezometer
was made of heat- and corrosion-resistant high-strength
alloy EI1-437BU-VD. The thermostat has double walls
and an inside volume of 65 dm3. The heating elements
were arranged between the walls. To minimize temper-
ature gradients in the air thermostat, two electrically
driven high-speed fans were used. The temperature
inside the thermostat was maintained uniform within
5 mK with the aid of a guard heater located between
the thermostat walls and the regulating heater that was
mounted inside the thermostat. The temperature inside
the thermostat and the fluid temperature was controlled
automatically. The fluid temperature was detected by
a platinum resistance thermometer (PRT-10) with a
precision of 10 mK and was calibrated against the
ITS-90 within an uncertainty of 1 mK. The resistance
of the thermometer (PRT-10) at the water melting point
is Rp = 9.9358 + 0.0005 Q. The temperature inside the
thermostat was found during experimental runs to be
the same as that of the sample water + toluene confined
in the piezometer. The pressure exerted in the piezom-
eter was transmitted to a liquid-octane system through
a diaphragm-type null indicator that was mounted on
the end of the piezometer and has a precision of +£2 kPa.
The transferred liquid-octane pressure is transmitted
to a dead-weight pressure gauge MP-600 with a resolu-
tion of 5 kPa. The diaphragm had a diameter of 40 mm
and a thickness of 0.08 mm. A stirring ball was placed
in the piezometer to agitate the mixtures.

The samples, water and toluene, were transferred
separately from supply vessels into the piezometer using
two hand-operated screw presses. The mass of a pure
water mixture in the piezometer at given T and P was
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determined in a similar way. At first, the pure water
was transferred into the piezometer. Then, the mass of
the pure water m,, at a given temperature T and
pressure P was obtained as my, = Vyppw, Where py is
the pure water density, which was determined previ-
ously or calculated from IAPWS-95 formulation® and
V+p is the piezometer volume at given T and P which
was determined by calibration. Next, the fill line of the
piezometer was connected with the second-component
injector, and the sample of pure hydrocarbon was
injected into the piezometer until the desired pressure
P was reached.

The mixture in the piezometer was heated in the
thermostat until its temperature reached the prescribed
value and the pressure reached a maximum value of
about 45 MPa. After thermal equilibration, the PVTx
measurements along a selected isotherm were made,
starting from a maximum pressure of about 45 MPa.
Measurements were continued by extracting an ap-
propriate amount of sample from the piezometer through
a needle valve. The extracted samples were collected in
a separate collector and weighed using a high-precision
chemical balance with an uncertainty of 0.05 mg. Thus,
several data points were taken along each isotherm
until the system pressure became about 8 MPa.

The density of the sample at a given temperature T
and pressure P is determined from the relations

pi = MilVip, Mij=myg, —m;(i=1,2,..N),
N
My = » M; (17)

where Vrp is the temperature- and pressure-dependent
volume of the piezometer, M; is the current mass of the
water + hydrocarbon mixture in the piezometer after
each extraction, m; is the mass of the sample at each
extraction from the piezometer during the runs, My is
the total mass or initial mass of the sample in the
piezometer, and N is the number of extractions during
the runs or number of experimental data points for each
run. After the last extraction, the total mass, My, of
the water + toluene mixture in the piezometer was
determined. The mass of toluene, My, was determined
from the difference between the total mass, myo, of the
mixture extracted from the piezometer during the run
and the known initial mass m,, of pure water in the
piezometer, My = Myt — My. The density of the sample
mixture for a given composition at a given temperature
and pressure was determined using eq 17. The composi-
tion of the mixture was calculated from x = 1 — my/
Mt. The uncertainty of the mass m of the sample can
be estimated from those of my: and m; to be within
0.01%. The experimental uncertainty in the composition
is estimated to be less than 0.001 mole fraction.

The inner volume of the piezometer was calculated
by taking into consideration the corrections for elastic
pressure deformation and thermal expansion. The vol-
ume of the piezometer was previously calibrated from
the known density of a standard fluid (pure water) with
well-known PVT values (IAPWS-95 formulation,9495
which has been fit to existing high-accuracy water data)
at a temperature of To = 673.15 K and a pressure of
Po = 40.32 MPa. The authors claimed an uncertainty
of the correlation® in this region to be dp < 0.02%. The
volume at these conditions was Vp,t, = 32.68 + 0.01 cm?.
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Table 3. Experimental PVTx Data for Water + Tolune Mixtures at x = 2.87 Mol % of Toluene and Various

Pressures (MPa)

temperature (K)

density
(kg-m~3) 623.15 627.15 629.15 631.15 633.15 643.15 645.15 647.10 649.15 651.15 673.15
502.44 18.14 19.05 19.49 19.97 20.86 25.44 26.38 27.26 28.21 29.06 39.19
406.42 18.08 18.92 19.35 19.78 20.44 23.63 24.26 24.87 25.51 26.14 32.99
206.75 18.00 18.71 19.06 19.43 19.74 21.53 21.90 22.24 22.61 22.98 26.94
111.78 16.19 16.53 17.68 16.87 17.02 17.85 18.03 18.18 18.35 18.51 20.32
79.560 14.15 14.37 14.47 14.58 14.69 15.23 15.34 15.44 15.55 15.66 16.84
57.040 11.41 11.57 11.65 11.74 11.81 12.16 12.23 12.30 12.37 12.44 13.20
Table 4. Mixture Coefficients
parameter water (Kio) toluene (Ki1) ki ki®
Critical Amplitudes
k 1.413 80 1.024 58 —4.1776 4.1893
dp —7.13319 x 107t 8.461 47 x 107 0.5862 1.9908 x 10
a 2.25383 x 10 2.33177 x 10 —1.4994 x 10 —6.6113 x 10
C1 —6.837 12 —1.844 37 x 10 —6.7479 x 10 1.9677 x 102
C2 1.33215 x 10 2.599 52 x 10 0 0
C3 —1.162 19 x 10 1.692 44 x 10 —2.2191 —2.4752 x 10?2
Ca 7.835 68 —2.124 23 x 10 2.2675 x 10 2.5603 x 107
Crossover Parameter
g 1.80152 x 10°° 1.296 14 —4.0512 3.0924 x 10?
Background Coefficients
A1 —7.810 74 —7.260 66 6.6065 8.2305
Az 1.811 22 x 10 2.091 85 x 10 —5.2671 x 10 2.4531 x 10
As 2.720 22 1.01313 x 10 0 0
Amy =my; — Mio 0 0 —1.3480 0
m1 —2.07384 x 10 0 2.5494 —2.9518
m; —1.141 68 x 10 —4.779 20 x 10 3.4528 x 10 0
ms3 6.237 49 —3.964 90 x 107t —1.0180 x 10 0
my —6.418 86 —5.090 24 x 1071 0 0
Molecular Weight
Mw 18.0152 92.134 0 0

Variations of the volume depending on temperature T
and pressure P were calculated from the equation

Vip = VTOPO[l + 3a(T — To) + p(P — Py)] (18)

where or = 1.3 x 107% K1 is the thermal expansion
coefficient of the alloy (EI-437BU-VD), which is virtually
temperature-independent in the temperature range
from 500 to 700 K, and 8p = 4.12 x 10~°> MPal is the
pressure expansion coefficient of the piezometer. The
values of o and jp for this piezometer were determined
experimentally using PVT data for pure water calcu-
lated from the IAPWS-95 formulation8384 with uncer-
tainties of 8—10%. The maximum uncertainty in the
volume of the piezometer 6Vrp at a given temperature
T and pressure P is related to the measured uncertain-
ties of Ve, o, and fBp, which were 6V, ~ 0.03%,
0.0012%, and 0.0005%, respectively. Therefore, the
values of Vp in the worst case are about 0.032%. The
present experimental apparatus had no “dead volumes”.
Taking into account the uncertainties of temperature,
pressure, and concentration measurements, the total
experimental uncertainty in density was estimated to
be within 0.05—0.2%, depending on the temperature T
and pressure P.

The experimental results for the PVTx relationship
for the water + toluene mixture at a concentration of
x = 0.0287 mole fraction of toluene along 11 near-critical
and supercritical isotherms are given in Table 3.
Measurements have been made at T = 623, 627, 629,
631, 633, 643, 645, 647, 649, 651, and 673 K and
pressures up to 39 MPa at a composition of 0.0287 mole
fraction of toluene. The shaded area in Figure 1 marks
the temperature—pressure region where the new PVT

data for the water + toluene mixture at x = 0.0287 have
been obtained.

5. Crossover Free-Energy for Water + Toluene
Mixtures

To use the parametric crossover model defined by eqs
1-6, together with eqs 14 and 15, one needs to know
the system-dependent coefficients k, di, a, ci, g, Aj, and
m; for pure components (X = 0 and X = 1) and the critical
locus. For pure water (X = 0), we adopted the critical
parameters T, pco, and P and coefficients ko, dio, ao,
Cio, Jo, Aio, and mijp reported earlier by Kiselev and
Friend.°®¢ For pure toluene (X = 1), we adopted the
critical parameters T, pc, and Pq, as reported by
Polikhronidi et al.,%* while the coefficients ki, di1, ay,
Ci1, 91, A1, and mj; were found from a fit of eqs 1—6 to
the PVT data sets by Akhundov and Abdullaev®°63 and
Straty et al.5° together with isobaric heat capacity data
of Akhundov et al.55%7 in the range of temperatures and
densities bounded by

T+ 1.2A0° < 0.5, T > 0.98T, (19)

This range of validity of the parametric crossover
model is the same as that reported earlier by Kiselev
and Friend®® for pure water. The values of all system-
dependent coefficients for pure components and
water + toluene mixtures are listed in Table 4.

Once the pure-fluid EOSs for the components of a
binary mixture are known, only the critical locus of the
binary mixture is needed in order to predict the ther-
modynamic properties and the phase behavior of the
mixture. Unfortunately, except for a few P.—T. points
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Pure Water
Pco, MPa 22.064 Teo, K 647.096 pco, mol-L 1 17.874
Mixture Coefficients
P1, MPa-K1 1.0666 x 1071 T1, K —8.1025 x 102 p1, mol-L~1 —1.7498 x 10
P2, MPa-K2 —2.3062 x 1074 T, K 1.6892 x 104
P, MPa-K~7 3.94635 x 10712 Ts, K —1.1061 x 105
Ps, MPa-K8 7.50993 x 10-14
Pure Toluene
Pc1, MPa 4.2337 Ta, K 593.884 pet, mol-L 1 3.1950
Water + Toluene Table 6. Deviation Statistics for Thermodynamics
i Properties of Pure Toluene
645 1 PVT Cp, W,
640 F R Akhundov and Straty Akhundov Pankevich and
635 i Abdullaev®® etal.®  etal.% Zotovt00
o 630" I N ] AAD 0.31 045 107 2.64
. S BIAS 0.13 -0.37 —0.01 —2.29
B 825 N ) SDV 0.38 0.54 1.41 2.12
620 | \ 1 RMS 0.03 0.05 0.15 0.47
o15 L N MAXDEV ~1.39 -2.15 6.13 —5.63
\ N 169 108 84 20
610 [ N
605 [ \* X = 0.12 the critical density p¢(x) is an almost linear
600 L . ] ‘ w function of x, while the critical temperature T¢(x) at
000 002 004 006 008 010 012 x > 0.03 is a nonmonotonic function of x that, at higher
18.0 . . concentrations, somewhere at x > 0.12, should pass
75l | through the minimum, as shown in Figure 1.
1701 T 6. Comparison with Experimental Data
T, 1857 \\\\ i 6.1. Pure Components. The accuracy of the cross-
E 16.0 F AN 1 over EOS for pure water in the near-critical and
5 AN supercritical regions was examined in detail in our
e 185) S ) previous papers (see refs 96 and 98); therefore, we will
15.0 | Y . not discuss it here. The accuracy and reliability of the
S~o | crossover model for pure toluene in the near-critical and
14.5 ~J supercritical regions were examined statistically in
14.0 : ‘ ‘ ‘ : terms of the absolute average deviation (AAD), the bias
0.00 002 004 006 008 010 042 (BIAS) and standard deviation (SDV), the root-mean-
x, mol. frac.

Figure 2. Critical temperature, T (top), and critical density, pc
(bottom), for water + toluene mixtures calculated with the CREOS
as a function of the mole fraction of toluene, x.

obtained by Alwani and Schneider,8” we do not know of
any other critical locus data for dilute water + toluene
mixtures. Therefore, in the present work we have solved
an inverse task: we found the critical locus for dilute
water + toluene mixtures from the CREOS, using in
egs 14 and 15 the values of the mixture coefficients k;0
(G = 1 and 2) which we found earlier for type I
mixtures.3 We did this in two steps. First, we found
the coefficients P; (i = 1, 2, 7, and 8) from a fit of eq 11
to the P.—T, data of Alwani and Schneider®” in the
temperature range 585 K < T¢(X) < Te. Second, we
found the coefficients T3, T2, T3, and p;1 in eqs 9 and 10
from a fit of the crossover model (with the fixed values
of the coefficients P, P,, P7, and Pg) to our new PVT
data for water + toluene mixtures at x = 0.0287 and to
the one-phase PVTx data obtained by Degrange®® at
x = 0.0012—0.0366 mole fraction of toluene. The values
of the coefficients Pj, T, and p; for dilute water + toluene
mixtures are listed in Table 5, and the critical locus
calculated with these coefficients is shown in Figure 2.
The dashed curves in Figure 2 correspond to the
extrapolations of the critical lines to higher concentra-
tions where no experimental PVTx data were used for
their determination. As one can see, in the entire region

square deviation (RMS), and the maximum percentage
deviation (MAXDEV) with respect to each data set as
summarized in Table 6. The relative percentage devia-
tions between measured and calculated values of pres-
sures, isobaric heat capacities, and sound velocity are
presented in Figures 3—5. Most PVT data reported by
Straty et al.%® in the density range from 100 to 420
kg-m~2 show deviations within 4-1.0% in pressure (only
one point shows a deviation of more than 2%, and 11
data points show deviations of more than 1%), while the
data by Akhundov and Abdulaaev®®%3 in the same
density and temperature ranges show deviations within
+0.5% in pressure. Almost all of the PVT data by
Akhundov and Abdulaaevt%3 deviate from the values
calculated by CREOS within +1.0%. Only two data
points show deviations of more than 1%. The agreement
between measurements by Akhundov et al.®” and cal-
culated values from CREOS for the isobaric heat capac-
ity is excellent (AAD = 1%). The Cp data of toluene
reported by Nefedov and Filippov®® along the isotherms
600 and 620 K deviate from calculated values by 1.2%.
Figure 5 shows the representation of the sound velocity
data reported by Pankevich and Zotov.1%° For these data
the AAD is about 2.64%. Most data at high densities
(p > 435 kg-m~3) show systematically negative devia-
tions.

For the VLE calculations in mixtures, it is important
to be able to extrapolate the CREOS to low tempera-
tures and high densities, beyond the boundary given by
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Figure 3. Percentage deviations, 100(PexP — Pcal)/pexp, hetween
experimental results for the pressure of pure toluene by Akhundov
and Abdullaev®®83 (a) and by Straty et al.>® (b) and values
calculated with the CREOS (present work): @, 593.15 K; O, 595.15
K; x, 596.15 K; a, 598.15 K; 4, 603.15 K; ®, 613.15 K; 00, 623.15
K; v, 633.15; v, 643.15 K; 00, 653.15; +, 663.15 K; ¢, 673.15 K.
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Figure 4. Percentage deviations, 100(Cp®P — Cpc@)/Cpe*P, between
experimental results for the isobaric heat capacity of pure toluene
by Akhundov et al.%597 (@, 603.15 K; O, 643.15 K; x, 663.15 K; A,
653.15 K; A, 613.15 K; B, 623.15 K; O, 633.15 K; ¢, 673.15 K) and
by Nefedov and Filippov®® (O, 620.15 K; +, 600.15 K) and values
calculated with the CREOS (present work).
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Figure 5. Percentage deviations, 100(WeP — Weal)/\Wexp, between
experimental results for the sound velocity of pure toluene by
Pankevich and Zotovl and values calculated with the CREOS
(present work): @, 593.15 K; O, 603.15 K; 4, 613.15 K; A, 623.15
K; x, 633.15 K.

eq 19. The comparisons of the vapor pressure, saturated
densities, and sound velocities along the coexistence
curve down to T =550 K (or 0.93 < T/T; < 1) are given
in Figures 6—8. These figures contain also the data sets
reported by other authors that were not used in the
optimization procedure. The densities of the saturated
liquid and saturated vapor measured by Polikhronidi
et al. in the critical region are reproduced by CREOS
to within 1.6% and 1%, respectively, while the saturated
liquid density data by Mamedov and Akhundov®® are
reproduced within 1.6%. The comparison of the vapor-
pressure data by Mamedov and Akhundov®® with the
crossover model shows that the deviations are within
0.05% in the temperature range from 563 K to the
critical point. Good agreement is found between the data
of Ambrose’® and the CREOS at low temperatures

Toluene

Ambrose (1887)

Mamedov and Akhundov (1978)
Griswold et al. (1943)

Krase and Goodman (1930}
------ Lemmon and Jacobsen (2000)
Ambrose et al. (1967)

— CREOS (This work)

Critical point

o
40 - x
o
*

P, MPa

22 . L . . L . L . . L I
550 555 560 565 570 575 580 585 590 595
T.K

Figure 6. Vapor-pressure curve of pure toluene near the critical
point by various authors together with values calculated with the
multiparametric EOS of Lemmon and Jacobsen8® (dash-dotted
line) and with the CREOS (solid line).
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Figure 7. Coexistence curve of pure toluene near the critical point
by Polikhronidi et al.,5* by Zotov et al.,’¢ by Francis,’? and by
Mamedov and Akhundov®® together with the values calculated
from Goodwin?3 (dashed line), with the multiparametric EOS of

Lemmon and Jacobsen®® (dash-dotted line) and with the CREOS
(solid line).

(T < 585 K), while in the immediate vicinity of the
critical point, the deviations are systematically negative
(0.1-0.2%). Reasonable agreement (about 1.7%) is
observed for sound velocity between the data reported
by Zotov!%! and the model in the temperature range
above 570 K.

Comparisons of essential thermodynamic properties
(PVT, isobaric heat capacity, and sound velocity) in the
extended density region along separate supercritical
isotherms for pure toluene with values calculated with
the crossover model are shown Figures 9—12. The other
model with which we compared is a preliminary fun-
damental EOS for toluene developed by Lemmon and
Jacobsen.8% Except in the nearest vicinity of the critical
point where the analytical EOS of Lemmon and Jacob-
sen® fails to reproduce the critical depression of the
sound velocity (see Figure 8), this multiparameteric
EOS has excellent reproducibility in the supercritical
region. The PVT data by Akhundov and Abdullaev69.63
and Straty et al.5® are almost equally well represented
by the present crossover model and the Lemmon and
Jacobsen® model. As one can see from Figures 10 and
11, small discrepancies between the CREOS and mul-
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Figure 8. Vapor sound velocity, W, of pure toluene along the
saturation curve as a function of temperature, T. The symbols
represent experimental data by Zotov,'°* and the lines correspond
to the values calculated with the multiparametric EOS of Lemmon
and Jacobsen® (dash-dotted line) and with the CREOS (solid line).
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Figure 9. Pressure, P, of pure toluene along the separate
isotherms as a function of density, p. The symbols represent
experimental data by Bazaev,'3! by Akhundov and Abdulaev,5° by
Straty et al.,%® and by Mamedov and Akhundov,®> and the lines
correspond to the values calculated with the multiparametric EOS
of Lemmon and Jacobsen® (dash-dotted line) and with the CREOS
(solid line).

tiparametric EOS of Lemmon and Jacobsen® are ob-
served for the isobaric heat capacity, Cp at high pres-
sures, P > 150 MPa, where the densities are greater
than 2p. (see Figure 9). However, even in this region,
the maximum deviations between values calculated
with the CREOS and experimental Cp data do not
exceed 2%.

6.2. Agqueous Toluene Solutions. The deviation
plots for the new PVTx data for water + toluene
mixtures and data set by Degrange®® are depicted in
Figures 13 and 14. The deviation statistics are given in
Table 7. For both data sets, most data show deviations
within +£1.0%. Figure 15 shows direct comparisons
between measured and calculated values of pressure for
water + toluene mixtures along various near-critical
and supercritical isotherms. Figure 16 shows the com-
pressibility factor Z = PV/RT for the water + toluene
mixture at x = 0.0287 mole fraction of toluene as a
function of pressure along some near-critical and su-
percritical isotherms. Figure 16 also contains results for
pure water calculated with CREOS by Kiselev and
Friend.% In all cases, good agreement between experi-
mental data and calculated values is observed.
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Figure 10. Isobaric heat capacity, Cp, of pure toluene along the
separate isotherms as a function of pressure, P. The symbols
represent experimental data by Mamedov and Akhundov,® and
the lines correspond to the values calculated with the multipara-
metric EOS of Lemmon and Jacobsen®® (dash-dotted line) and with
the CREOS (solid line).
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Figure 11. Isobaric heat capacity, Cp, of pure toluene measured
by Nefedov and Filippov®® (symbols) along two isotherms as a
function of pressure, P, together with values calculated with the
multiparametric EOS of Lemmon and Jacobsen8® (dash-dotted
lines) and with the CREOS (solid lines).

From a practical point of view, it is interesting to
know how far in terms of temperature and composition
the CREOS can be extrapolated from the critical point
of pure water to give a reasonable representation of
the thermodynamic properties and phase behavior of
water + toluene mixtures. Theoretically, if the critical
locus is known, the only restriction on the CREOS is
given by eq 19. In this case, the extrapolation range in
temperatures and densities should be approximately the
same as those for the pure components, as discussed
above. For water + toluene mixtures the critical locus
was determined from a fit of the crossover model to the
one-phase PVTx data at x < 0.04, and extrapolation of
the CREOS to higher concentrations provides a good
test for the thermodynamic consistency of the model.
Figure 17 shows comparisons between experimental
VLE data obtained by Alwani® and Alwani and
Schneider®” at two compositions, ¢ = 30 and 40 wt % of
toluene (x = 0.07732 and 0.11532 mole fraction of
toluene, respectively), with the values calculated with
the crossover model. As one can see, with temperatures
T=590Katc=30wt%and T = 580 K at c = 40 wt



Table 7. Deviation Statistics for PVTx Properties of the
Water + Toluene Mixture
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Figure 12. Sound velocity, W, of pure toluene as a function of
density, p, along near critical and supercritical isotherms. The
symbols represent experimental data by Zotov,1°! and the lines
correspond to the values calculated with the multiparametric EOS
of Lemmon and Jacobsen® (dash-dotted lines) and with the
CREOS (solid lines).
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Figure 13. Percentage deviations, 100(PexP — Pcal)/Pexp, hetween
present experimental results for the pressure of water +toluene
mixtures at x = 0.0287 mole fraction of toluene and values
calculated with the CREOS: 9, 623.15 K; @, 627.15 K; +, 629.15
K; A, 631.15 K; W, 633.15 K; O, 643.15 K; v, 645.15 K; v, 647.15
K; O, 649.15 K; x, 651.15 K; a, 673.15 K.
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Figure 14. Percentage deviations, 100(P&*P — Pcal)/pexp, hetween
experimental results for the pressure of water + toluene mixtures
by Degrange®and values calculated with the CREOS: 9, 643.15
Kand 28.00 MPa; @, 658.52 and 28.15 MPa; +, 664.95 K and 28.15
MPa; A, 667.93 K and 28.10 MPa; B, 670.20 and 28.15 MPa; 0O,
645.04 K and 28.15 MPa; v, 685.17 and 28.10 MPa; v, 664.92 K
and 33.10 MPa.

%, the crossover model yields an adequate represen-
tation of the VLE data by Alwani.8 Thus, similar to
pure toluene, the CREOS for water + toluene mixtures
can be extrapolated into the low-temperature region
0.93 < T/T¢(x) = 1. This justifies the extrapolation of
the critical locus for water + toluene mixtures at con-
centrations up to x = 0.12 mole fraction of toluene shown
in Figure 2 by dashed lines.

6.3. Infinitely Dilute Solutions. The thermody-
namic behavior of near-critical dilute solutions is ex-

PVTx
Degrange38 this work
AAD 0.56 0.91
BIAS —0.16 —0.43
SDV 0.76 1.05
RMS 0.07 0.19
MAXDEV —2.51 2.93
N 115 32
Water+Toluene
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Figure 15. Pressure, P, of the water + toluene mixture as a
function of density, p, along the near-critical and supercritical
isotherms at x = 0.0287 and 0.0166 mole fractions of toluene. The
symbols represent our experimental data of this work (left) and
those by Degrange3® (right), and the lines correspond to the values
calculated with the CREOS into the one (solid lines) and two
phases (dotted and dashed lines).
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Figure 16. Compressibility factor, Z = PV/RT, for the water +
toluene mixture as a function of pressure, P, along the near-critical
and supercritical isotherms (symbols) together with the values
calculated with the CREOS at x = 0.0166 mole fraction of toluene
(dashed lines) and pure water (solid line).

tremely important for understanding the molecular
interactions and the microscopic structure of the solu-
tions. In the limit of infinite dilution, many partial
molar properties of the solute (V5, H3, Cp,) diverge
strongly at the solvent’s critical point.8192-108 |n general,
the thermodynamic behavior of infinitely dilute mix-
tures near the solvent’s critical point can be completely
characterized by the so-called Krichevskii parameter
(which is equal to the derivative (8P/8x)i'ﬁcvc calculated
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Figure 17. Comparison of the experimental values of the critical
pressure (pluses) and the VLE data (triangles) for water + toluene
mixtures reported by Alwani® at ¢ = 30 and 40 wt % toluene (x =
0.07732 and 0.11532 mole fractions of toluene, respectively) with
the values calculated with the CREOQOS (filled circles and lines).

at the critical point of pure solvent102.103.109-115) 'Jsing
the concept of the Krichevskii parameter, Levelt
Sengers!® proposed a description of the thermody-
namic behavior of dilute near-critical solutions based
on the derivative (9P/dx)yr, and Japas et al.1” denoted
(aP/ox)yr as the Krichevskii function. The Krichevskii
function is related to the direct correlation func-
tions!215118-122 and takes into account the effects of the
intermolecular interactions between solvent and solute
molecules that determine the thermodynamic properties
of dilute solutions. The value of the Krichevskii function
at the critical point of pure solvent is the exact Krichev-
skii parameter.123.124

In this work, we used the CREOS to calculate the
Krichevskii parameter in water + toluene mixtures

(E)“’ = 136.3 MPa-mol * (20)
OX|TV,

The value of this parameter was estimated also from
the initial slopes of the critical lines for water + toluene
mixtures and the values of the vapor-pressure slope of
pure water at the critical point. The initial slopes of the
critical lines are related to the Krichevskii parameter
as follows:123.125-127

e A AL
ox)ry. \ox Jere ~\aT Joxc\ax Jor @)

or, equivalently,
c dP_\¢ dP:\¢ dT.\c
P = ¢ _ (_5) ¢ (22)
X1y, dT/crL dT Jexc|\ dX Jere

where (9Pc/x)crL and (BTC/BX)ERL are the initial slopes
of the P¢(x) and T¢(x) critical lines and (dPS/dT)gXC is
the slope of the solvent’s vapor-pressure curve evaluated
at the critical point of the solvent (always positive).
Qualitatively and quantitatively the behavior of near-
critical dilute solutions depends strongly on the signs
and the magnitudes of the initial slopes of the T¢(x),
P¢(x), and vapor-pressure curves in the critical point of
pure solvent. Therefore, the Krichevskii parameter is a
good test for the thermodynamic consistency of the
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Figure 18. Comparison of the partial molar volume, V,*, in the
water + toluene mixture calculated with the CREOS (solid lines)

and with the semiempirical equation by Majer et al.®® (dashed
lines) in the supercritical region.

model. We calculated the Krichevskii parameter for the
dilute water + toluene mixtures with eqs 21 and 22,
where the derivative (dP¢/dT)g,. was calculated with
the vapor-pressure equation given by Levelt Sengers128
and the slopes of the critical lines T¢(x) and P¢(x) were
calculated with the crossover model. The results are
(dP/dT)Sy e = 0.2682 MPa-K™1, (9P¢/oX)cr. = —91.033
MPa-mol~1, (9T /0x)Sy, = —853.494 K-moll, and
(dP/dT,)S;, = 0.1067 MPa-K! and the Krichevskii
parameter is (E)P/(‘ix)"T"c\,c = 137.7 MPa-mol~1, which

practically coincides with our previous result given in
eq 20.

The value of the Krichevskii parameter for the
water + toluene mixture was also estimated by Plya-
sunov and Shock!?® from the empirical relation

(f)m = 88.7 + 4.11AG" 23)
X TV,

(where AGC is a difference between the Gibbs energy of
a solute at 298.15 K and 0.1 MPa and the energy of
sublimation) and from the values of the partial molar
volume V,* derived by Degrange® from the PVTx
measurements. The derived value from the partial
molar volume of the Krichevskii parameter is 105 + 10
MPa-mol~1, and the estimate value calculated with eq
23 gives (3P/8x)i‘FCVC = 107 MPa-mol~t. The agreement

between our results and the values reported by Plya-
sunov and Shock!?? is reasonably good.

There are no experimental data for the partial molar
volume V>, in dilute aqueous toluene solutions. There-
fore, in Figure 18 we show the comparison between the
values of the partial molar volume in the infinitely
dilute aqueous toluene solutions calculated with the
crossover model using the relation!3

= o H,O E o0
V"= szo[l +RE( ax)w] (24)
and with the semiempirical model of Majer et al.®®

U," = Vi + RTKY g, 3, + aufexp(upyc) — 11
(25)
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Figure 19. Reduced partial molar volume V,*/VH'?° as a function

of reduced density p/,og'20 along the near-critical isotherm in the

water + toluene mixture. Solid lines are from CREOS (present
work), and dashed lines are from the semiempirical equation by
Majer et al.®°

In eqgs 24 and 25, Vn,0o is the molar volume of pure
water, K2 is the compressibility of pure water, py, is
the density of pure water, the specific volume v = 5
cmié-g~1, and a;, ap, and az are the system-dependent
parameters which were found from the experimental
values of the partial molar volume of toluene in an
infinitely dilute water + toluene mixture.®® Equation
25 is valid in the temperature range from 298 to 623 K.
However, to compare it with our crossover model, we
extrapolated this equation to high temperatures. The
results are shown in Figure 18. Far from the critical
region (at densities lower than 200 kg-m~2 and higher
than 400 kg-m~3), the agreement between the two
estimates is good. However, in the critical region some
systematic deviations between these two models are
observed. The partial molar volume calculated with eq
25 exhibits a maximum at a density of about 335
kg-m~3, which is slightly higher than the critical density
of pure water (p/?° = 322.0 kg-m~3) adopted in our
crossover model. Therefore, the large systematic devia-
tions between our results and the values calculated with
eq 25 in the critical region can be explained by the
difference in the critical density in our model and in the
empirical EOS used by Majer et al.®® Figure 19 shows
the partial molar volumes for dilute water + toluene
solutions in the reduced coordinates, V,°/V72° versus
plp2°, where V29 and pt'2° for each model were used.
As one can see, except in the low-density region where
the partial molar volumes calculated with the crossover
model and with the semiempirical model of Majer et al.®°
exhibit opposite signs for V,® — p slopes, the agreement
between these two methods is fairly good.

7. Discussion

In the present work, we reported new PVTx measure-
ments and developed the crossover Helmholtz free-
energy model for the water + toluene binary mixture
in a wide vicinity around the critical point of pure water.
For this purpose, we used the parametric crossover
model (CREOS97) developed earlier for type | binary
mixtures.3142 Unlike the previous studies, where the
critical locus was used as an input in the crossover
model,31:324247 here we found the critical locus from a
fit of the CREOS to the one-phase PVTx data at x <

90
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Figure 20. Isochoric heat capacity, Cyy, along the critical line of
dilute water + toluene mixtures calculated with the CREOS as a
function of concentration, x.
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Figure 21. Isochoric heat capacity, Cvy, in water + toluene

mixtures along the critical isochore p = p¢(x) at various composi-

tions calculated with the CREOS as a function of the dimensionless

temperature t(x) = T/T¢(x) — 1.

0.04 mole fraction of toluene. By direct comparison with
existing experimental data, we show that the CREOS
not only yields a good representation of the thermody-
namic surface for dilute aqueous solutions but also can
be extrapolated at higher concentrations, up to x = 0.12
mole fraction of toluene. This allows us to make an
important prediction concerning the crossover behavior
of the isochoric heat capacity, Cy, in water + toluene
mixtures. According to theoretical considerations,?02425.130
an asymptotic behavior of Cyx along the critical isochore
p = pc(X) in a binary mixture at fixed composition X is
determined by the characteristic temperature

1 dT)?
T.(x) dx

1/a

(26)

7,(X) = ’on(l - x)(

In the temperature range 7,(x) < 7(x) < 1, the isochoric
heat capacity at constant x behaves according to the
scaling law behavior of Cy in one-component fluids:

Cy /R = Ajt(x)"* + Const (27)

However, asymptotically close to the critical point, such
as

7(X) < 74(X) (28)
the renormalization of the critical exponent a —

—o/(1 — o) takes place, and Cy x on the critical isochore
exhibits mixturelike behavior



Cy, = Const — Agr(x)* ™ (29)

Figure 20 shows the concentration dependence of the
isochoric heat capacity along the critical curve. The
temperature dependence of Cyx along the critical iso-
chore in water + toluene mixtures is shown in Figure
21. One can see that at x < 0.08 the parameter 7, is
small (o < 107%) and in the entire experimentally
available region (107 < 7 < 1) Cyy in water + toluene
mixtures behaves like Cy in pure water (see eq 27).
However, at x = 0.1 the parameter 7z, = 107! is not
small, and at 7 < 10~ the renormalization given by eq
29 is observed. Thus, Cyx in a water + toluene mixture
at x = 0.1 mole fraction of toluene exhibits mixturelike
behavior (eq 29) and, unlike Cy in pure water, remains
constant (Cyx = 3.5 J-mol~1-K™1) as the critical point is
approaching, z(x) — 0.

We are not aware of any Cy x measurements in dilute
water + toluene mixtures; therefore, we cannot confirm
or refute this prediction by direct comparison with
experimental data. For this purpose more experimental
mesurements in water + toluene mixtures are needed.
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Nomenclature

A = molar Helmholtz free energy of the mixture

Ao = critical amplitude in eq 26

é\ = isomorphic molar free energy of the mixture

Ao, = background contribution

A;i = system-dependent coefficients in eq 4 (i = 1—4)

a = critical amplitude of the asymptotic term

b2 = universal linear-model parameter

Cp = isobaric heat capacity

Cy = isochoric heat capacity

€ = mass concentration

€; = critical amplitude of the nonasymptotic terms

d; = rectilinear diameter amplitude

ei = universal constants in the scaled functions (i = 0—5)
GO = Gibbs energy

Gi = Ginzburg number

§ = inverse Ginzburg number

Kt = compressibility

k = asymptotic critical amplitude of the coexistence curve
ki® = mixture coefficients in eqs 14 and 15 (j = 1 and 2)
M; = current mass of the water + toluene mixture

Mw = molecular weight

m = molality

m,, = mass of water

m; = system-dependent coefficients in eq 4 (i = 1—4)

P = pressure, MPa

P. = critical pressure, MPa

P; = mixture coefficients in eq 11

g = argument of the crossover function
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R = gas constant

R = crossover function

Ro = resistance of the thermometer, Q

r = parametric variable

T = temperature, K

T, = critical temperature, K

Ti = mixture coefficients in eq 9

V = molar volume

V = partial molar volume

V1p = piezometer volume

W = sound velocity

X = molar concentration

X = isomorphic variable

Z. = critical compressibility factor

Z.q = “ideal” part of the critical compressibility factor
AZ. = excess critical compressibility factor

Greek Letters

o = universal critical exponent

ar = thermal expansion coefficient eq 17

B = universal critical exponent

Bp = pressure expansion coefficient in eq 17
y = universal critical exponent

A = difference

Ai,A; = universal critical exponents (i = 0—5)
ui = chemical potentials of components (i = 1 and 2)
& = chemical potential of mixture

W; = universal scaled functions (i = 0—5)

7 = reduced temperature difference

7, = dimensionless parameter in eq 26

p = molar density

pc = critical density

pi = mixture coefficients in eq 10

¥ = parametric variable

Superscripts

cal = calculated
exp = experimental

Subscripts

0 = pure solvent

1 = pure solute

CRL = critical line

CXC = coexistence curve

¢ = critical
S = saturated
tot = total
w = water
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