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Influence of Temperature on Densities
of 2-Methoxy-2-Methylpropane + Xylenes Solutions

VASILE DUMITRESCU*, FLORINEL DINU
Petroleum and Gas University of Ploieºti, 39  Bucureºti Blv., 100520, Ploiesti, Romania

The densities of the binary mixtures methoxy-2-methylpropane (MTBE) + xylenes (o-xylene, m-xylene and
p-xylene respectively) have been measured at 288.15, 293.15, 298.15, 303.15, 308.15 K and atmospheric
pressure over the whole composition range. The temperature dependence of the density of these solutions
as a function of molar fraction is presented. Values of excess molar volume were calculated from experimental
measurements of density and a Redlich-Kister equation type was used to correlate this excess property.
Knowledge of these mixing properties has relevance in both theoretical and applied areas of research
because such results are useful in design and simulation processes for petrochemical industry.
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The present work is a part of our systematic studies on
thermodynamic properties for mixtures of great interest in
industry [1 – 7]. Methoxy-2-methylpropane (MTBE) is used
as gasoline additive to improve the octane rating and
reduce pollution. The present work reports densities for
the MTBE + xylenes binary system at 288.15, 293.15,
298.15, 303.15, and 308.15 K at atmospheric pressure over
the whole composition range, as well as the corresponding
excess molar volumes. A survey of the literature shows
that there are ver y few reports on the density
measurements for the mixtures studied in this paper [8,
9].

Experimental part
All chemicals were purchased from Merck (> 99.5 %

purity) and were used without further purification. The
chemicals were dried over molecular sieves (Fluka type 4
Å). The purity was checked through chromatographic and
refractive index methods. The mole fractions were
determined by weighing and precision of the mole fraction
was ± 0.00005. The densities were determined by
hydrostatic weighing method of Kohlrausch with a
precision of ± 0.00005 g/cm3. The experimental technique
has been previously described [10], the temperature of
thermostatic water bath being controlled to ± 0.05 K.

Results and discussion
The measured densities of the pure component liquids

are listed in table 1 together with published values [9,11,12].
All measured values show good agreement with data given
in the literature.

Densities and excess molar volumes of the binary
mixtures of MTBE + xylenes are reported in tables 2 - 4.
The densities (ρ/gcm-3) of the binary mixtures MTBE (x1)+
xylenes (x2) were correlated with composition using
equation  (1) [13].

Table1
COMPARISON OF EXPERIMENTAL DENSITIES  OF PURE LIQUIDS

WITH LITERATURE VALUES

   (1)

The temperature dependence of the densities (ρi) of
each pure substance i involved in eq. (1) is expressed using
equation (2).

(2)

In these two equations P1, P2, P3, P4, P5, P6, P7, P8, P9 and
Ai, Bi, Ci, are fitted parameters.

Table 5 shows the fitting parameters for the pure
substances and for the binary solutions  MTBE + xylenes.

The deviations between experimental (exp.) and
calculated (calc.) values are shown as the standard
deviation, σ, defined by:

(3)

where m is the number of data points, n is the number of
estimated parameters and X is the density or the excess
molar volume. The results in table 5 reveal that the
calculated values of densities using equation  (1) and (2)
are very good for all the solutions analyzed in this work. As
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an example, figure 1 shows experimental and calculated
values of density at 298.15 K constant temperature for all

three systems.

Table 2
THE DENSITIES (ρ) AND MOLAR EXCESS VOLUMES (VH) OF THE BINARY MIXTURES

MTBE (x1) + o-XYLENE AT DIFFERENT TEMPERATURES

Table 3
THE DENSITIES (ρ) AND MOLAR EXCESS VOLUMES (VE) OF THE BINARY

MIXTURES MTBE (x1) + m-XYLENE AT DIFFERENT TEMPERATURES
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Table 4
THE DENSITIES (ρ) AND MOLAR EXCESS VOLUMES ((VE)) OF THE BINARY

MIXTURES MTBE (x1) + p-XYLENE AT DIFFERENT TEMPERATURES

Table 5
VALUES OF PARAMETERS IN THE RANGE 288.15 – 308.15 K AND STANDARD DEVIATIONS FOR DENSITIES

 FOR PURE SUBSTANCES AND FOR  THE BYNARY SYSTEMS MTBE + XYLENESa
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Values of excess molar volumes VE were obtained from
densities using the relation (4):

             (4)

where x1 and x2  are the mole fractions of the components,
M1 and M2 are the corresponding molecular masses and ρ,
ρ1 and ρ2 are densities of the solution and of the pure
components, respectively. The VE in the temperature
interval of 288.15-308.15 K for each binary mixtures are
also given in tables 2-4, over the complete range of
concentrations. We notice that the results of this study are
in close agreement with the works of Sharma and Kaur
[8] with regard to the systems composed of MTBE with
xylene at 303.15 K. The excess molar volumes are negative
for all solutions studied in this work over the entire range of
mole fractions and at all the temperatures. The negative
excess volumes values can be assigned to the interactions
between π ring electrons of xylenes and n electrons
belonging to oxygen atoms of MTBE. The strength of n-π
interactions follows the sequence o-xylene > p-xylene >
m-xylene. When temperature increases excess molar
volumes (in absolute values) also increase for all solutions
studied in this work. This behaviour can be explained by

Fig. 1. Values for experimental densities ρ and fitting
lines at 298.15 K for the systems , MTBE + o-xylene;

, MTBE + m-xylene; , MTBE + p-xylene

Fig. 2. Values for experimental molar excess volumes and fitting
lines at 298.15 K for the systems , MTBE + o-xylene;

, MTBE + m-xylene; , MTBE + p-xylene

Table 6
VALUES OF  Ai COEFFICIENTS (cm3/mol) OF EQ. (5) FOR EXCESS MOLAR VOLUMES AND

STANDARD DEVIATIONS σ (cm3/mol) IN ACCORDANCE WITH EQ. (3) FOR MTBE + XYLENES
SOLUTIONS AT DIFFERENT TEMPERATURES

more intense n- interactions at higher temperatures that
produce a more efficient packing of molecules in the
mixture than in the pure liquids. The values of VE have been
fitted to the Redlich-Kister [14] equation:

(5)

to estimate the coefficients Ai by the method of least
squares. The values of the coefficients Ai are listed in Table
6 together with the standard deviations σ calculated with
equation  (3). As an exemple, figure 2 shows experimental
and calculated values of excess molar volumes at 298.15
K for all three systems.

Conclusions
The densities of the binary solutions MTBE + xylenes in

the temperature range 288.15-308.15 K at atmospheric
pressure over the whole composition range were correlated
by means of a polynomial temperature dependence
equation which gave a very good fit. The excess values of
molar volume have been computed and fitted by using the
Redlich-Kister equation. The obtained negative VE values
are interpreted in terms of molecular interactions between
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π  ring electrons of xylenes and n electrons of oxygen atoms
in MTBE.
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