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Abstract Densities, p, and ultrasonic speeds, u, of binary mixtures of hexan-1-ol
with 1,2-dichloroethane, 1,2-dibromoethane, and 1,1,2,2-tetrachloroethene have been
measured over the entire range of composition at (293.15 and 298.15) K and atmo-
spheric pressure. From these data, the excess molar volumes, VE . deviations of ultra-
sonic speed, uP, from the ultrasonic speed of an ideal mixture, excess molar isentropic
compressibilities, KEm, intermolecular free lengths, L, mean molecular radii, , and
thermal expansion coefficients, «, have been calculated. The experimental ultrasonic
speeds have been analyzed in terms of Nomoto’s, Van Dael’s ideal mixture, and Junjie
relations; Jacobson’s free length and Schaaffs’ collision factor theories; and thermo-

acoustical parameters.

Keywords Excess molar volumes - Halohydrocarbons - Hexan-1-ol -
Jacobson’s free length theory - Schaaffs’ collision factor theory

1 Introduction

The mixing of different liquids produces solutions that generally do not behave ide-
ally. The deviation from ideal behavior can be expressed by excess thermodynamic
properties of liquid mixtures. In particular, they correspond to the interactions that
take place between solute—solute (A—A), solvent—solvent (B—B), and solute—solvent
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(A-B) species. These properties are quite useful in the study of the nature of molec-
ular interactions in the liquid mixtures [1-5]. The mixture thermodynamic properties
obtained from a measurement of density and speed of sound can provide insight into
the nature of molecular interactions in liquid mixtures. A literature survey indicates
that not much work has been carried out on the study of thermodynamic properties
of binary mixtures of halohydrocarbons with higher alkanols. The variations in the
volumetric and acoustic properties of binary mixtures of alkanols containing haloalk-
anes, acetonitrile, ethylacetate, and ethenyl ethanoate, with the molecular size, shape,
chain-length, and degree of molecular association of normal alkanols and branched
alkanols have been reported earlier [6-19]. Alkanols are polar and self-associated
liquids, and the dipolar association of alkanols decreases when they are mixed with
polar compounds containing halogen atoms, due to some sort of specific intermo-
lecular interactions between the hydroxyl oxygen of alkanols and the haloalkanes
[16-23].

Here, we report experimental results of density, p, and ultrasonic speed, u, of
binary liquid mixtures of hexan-1-ol with 1,2-dichloroethane (DCE) 1,2-dibromo-
ethane (DBE), and 1,1,2,2-tetrachloroethene (TCE) at 293.15 K and 298.15 K over
the entire range of mixture mole fractions. From the experimental values of the den-
sity and ultrasonic speed, the excess molar volumes, VE, deviations of ultrasonic
speed, uP, from the ultrasonic speed of an ideal mixture, excess molar isentro-
pic compressibilities, KE’m, intermolecular free lengths, L¢, mean molecular radii,
r, and thermal expansion coefficients, «, have been calculated. The experimen-
tal ultrasonic speeds have been analyzed in terms of Nomoto’s relation (NR), Van
Dael’s ideal mixture relation (IMR), Jacobson’s free length theory (FLT), Junjie rela-
tion (JR), Schaaffs’ collision factor theory (CFT), and thermoacoustical parameters
(TAP).

2 Experimental
2.1 Materials

The mole fraction purities of the liquids from s. d. fine Chemical Ltd., India, were:
1,2-dichloroethane (99.7 %), 1,2-dibromoethane (99.5 %), 1,1,2,2-tetrachloroethene
(99.4 %), and hexan-1-ol (99.7 %). Prior to the experimental measurements, all the
liquids were stored in dark bottles over 0.4 nm molecular sieves to reduce water con-
tent and were partially degassed with a vacuum pump under a nitrogen atmosphere.
The purities of all the samples as determined by chromatographic analysis were better
than 99.5 % on a molar basis. Density and ultrasonic speed values of the pure liquids
and their mixtures at (293.15 and 298.15) K were measured with an Anton Paar digital
densimeter (Model DSA 5000, Austria) operated in the static mode and automatically
thermostated within £0.001 K.

The densities have a precision better than 2 x 1073 kg - m—3, and the speeds of
sound are accurate to 1 m - s~!. Densities and ultrasonic speeds of the pure liquids
were in good agreement with values found in the literature [10,14,17,20,24]; see
Table 1.
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2.2 Apparatus and Procedures

Before each series of measurements, the instrument was calibrated with triple-distilled
freshly degassed water (p = 997.075kg - m~3) and dry air at atmospheric pressure.
Densities of both water and dry air at the various working temperatures were supplied
by the manufacturer in the instruction manual. The calibration was accepted if the
measurements were within 2 x 1070 g . cm ™3 of the published values. The uncertain-
ties were estimated to be within 2 x 107°g - cm™3. Air-tight stoppered bottles were
used for the preparation of mixtures. The mass of the dry bottle was first determined.
The less volatile component of the mixture was introduced in the bottle, and the total
mass was measured. Subsequently, the other liquid component was introduced, and
the mass of the bottle along with the two components was determined. All the mixtures
were weighed on an electronic balance accurate to 0.1 mg. The average uncertainty in
the mole fraction of the mixtures was estimated to be less than 1 x 10~*. Conversion to
molar quantities was based on the relative atomic mass table of 1985 issued by IUPAC
[25]. From the results of densities and speeds of sound, the isentropic compressibility,
ks was calculated as

1
u?p

ey

Ksg =

The results of p and u compiled in Table 2 represent the average of at least three
independent measurements for each composition of the mixture.

3 Results and Discussion

The excess molar volumes, VE, of the solutions were calculated from the densities of
the pure liquids and their mixtures using the following equation:

VE = (x1 My + x2M2)/ pmix — (x1M1/p1 + x2M2/ 02) 2)

where pnix is the density of the mixture and x1, M1, p; and x3, M>, py are the mole
fraction, molar mass, and the density of pure components 1 and 2, respectively. The
excess molar volumes were reproducible to £2 x 1073 ¢cm?® - mol~!. The first term in
Eq. 2 represents the actual volume of the mixture, Vpix, and the second, the volume it
would occupy if the mixture behaved ideally, Viq.

The following relations have been used to calculate the sound speed, u, of the binary
liquid mixtures.

Nomoto’s relation (NR) [26]:

. ( Rm ) _ (u) 3
Vnix x1Vi+xW
where x, x2, Vi, Vo, and Ry, R, are mole fractions, molar volumes, and molar sound
speeds of first and second components, respectively.
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Van Dael’s ideal mixture relation (IMR) [27]:

1 1 X1 X2
(= ) = 7+ 2
XMy +xoMy u Miuj Mjus

id, mix

“

where M1, M> and u1, up are the molar masses and sound speeds of first and second
components, respectively, and uiq mix is the ultrasonic speed of the ideal mixture.
Jacobson’s FLT [28]:

K
(&)

Umix = 1 /2
£(mix) Pix

where K is Jacobson’s constant that is temperature dependent only and its values are
618.0 and 625.0 at (293.15 and 298.15) K, respectively, Lfmix) is the intermolecular
free length of the binary mixture and ppix is the density of the mixture.

2V,

Lf =
=7y

(6)

where V, represents the available volume per mole and Y is the surface area per mole
and can be expressed as

Va=Vr—V (7
Y = 36x NaV@)!/3 )

Here, Ny is the Avogadro number and Vj and V7 are the molar volumes at 0 K and at
temperature 7', respectively. Vj can be obtained from the following relation using the
critical temperature 7;:

Vo=Vr(1-T/T)% )

The critical temperature of the studied systems is assumed to be the mole fraction
average of the values of its pure components and is given by the relation,

Te =x1Te1 + x2Te (10)

Assuming additivity of the surface area, the thermodynamic intermolecular free
lengths in the binary liquid mixtures have been calculated using the relation,

Ly =2[Vr — {x1Voqy + x2Vo ] / (x1Y1 + x2Y2) (11)

The intermolecular free lengths, L¢, have also been computed using Egs. 6 and 8 and
Schaaffs’ relation for available volume, V,,

Va=Vr[l — (u/uso)l 12)

@ Springer
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where u is the ultrasonic speed at temperature T and un is 1600 m - s~!. L¢ obtained
by this approach is known as the ultrasonic intermolecular free length.
Schaaffs’ CFT [29-31]:

x1b1 + x2b
Umix = Uoo (X151 + x252) Labi + b)) (13)
Vmix

where b and S are the geometric volume and collision factor, respectively. The actual
volume of the molecule per mole of the liquid has been computed using the relation,

4 3
b= Na (14)

where r is the molecular radius which has been computed using the relations,

M yRT M2 \'"?
b = [; _ ’;uz ((1 + 3yIL;T) —1 (15)
3b/ 1/3
r= (16)
(1671N)

where b’ is the van der Waals constant and is equal to four times the actual volume
of the molecules per mole of the liquid, i.e., ¥’ = 4b and y = Cp/Cy is the ratio
of isobaric and isochoric heat capacities that can be obtained from the isentropic and
isothermal compressibility coefficients, s and 7, using the thermodynamic relation
kr/ks = Cp/Cy. The value of the collision factor S has been calculated using the
relation,

%
g= 2T (17)

" bus

Junjie relation (JR) [32]:

21'2:1 xi Vi
12 12
(Zizzl xiMi) . (21221 xiMi/PiMiz)

(18)

Umix =

where x;, M;, p;, and u; are the mole fraction, molar mass, density, and ultrasonic
speed, respectively, for component i.
Thermoacoustical approach [TAP] [33]:

The thermoacoustical method has also been employed to obtain the available
volume, V,, using the relation,

1 1
Va=Vr\———)1=Vi\ ——— 19
= (1) =V (ks (19)
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where K’, K, and K” are known as the isothermal, isobaric, and isochoric acoustical
parameters, respectively, and can be expressed by the relations,

1 S*(1 +aT) + X
K=k = L[S +X 0)
2 oaT
K" =1+ X/QaT)
1 S*(1 + aT)
K=-|14227%0) 21
2[+ - } @1
4aT
S*=1+°‘T (22)

X is known as the isochoric temperature coefficient of the internal pressure and can
be expressed as

14+ 2aT
y = +20T)

= 23)

where V represents the reduced molar volume and C is the Moelwyn-Hughes param-
eter and can be expressed as

. aT/3 3

V = 1 24
|:1+ozT+ :| @4
13 1 4aT

Cl=—+— 4 — 25

1= +aT+ 3 (25)

The thermal expansion coefficient, «, has been calculated from the equation,
o = (3Vmix/9T) p/ Vmix (26)
The excess isentropic compressibilities, K?, were obtained from the relation [34],
ik =g —«ld (27)

Here, the ideal isentropic compressibility term, lcisd, was computed using the relation,

2
2 2
4 < TV; (o?) T (Zi:l x,-V,-) (Zi:l ¢i05i)

ks =D i | Ksi+— - 5 (28)

i=1 Lat 2.1 %iCp.i

where Cp ; is the molar heat capacity of the ith component.
The volume fraction, ¢;, was calculated as
p = (29)
DI
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The deviation of the speed of sound, uP, from the speed of sound of an ideal mixture,
is defined as [35]

. N1

P =y — i =y — (p‘dfcfgd) 30)
. =12

u1d — (plngd) (31)

where u is the speed of sound of the mixture, p'¢ = X ¢;p; is the density of the
corresponding ideal mixture, and p; is the density of pure component i.

The product of the molar volume and the isentropic compressibility was calculated
from the equation [35],

ksm=VVHOV/IP)s = Vks (32)

where x; and M; are the mole fraction and molar mass of component i in the mixture.
The corresponding excess molar isentropic compressibilities, K? m» Were obtained
from the relation [36],

5 m = S — K5 (33)
The values of AL have been calculated using the equation [5],
ALt = Limix — (Lgx1 + Lgyx2) (34)

The experimental results for VE 4D, KEm, and « are presented in Table 2. The values
of the acoustic parameters of pure components V,2’,b, Y, S, y, and V; used in and
evaluated from the FLT and CFT formulations are listed in Table 3. The experimental
results for r, L¢, V,, and AL¢ are given in Table 4 at (293.15 and 298.15) K. The
percentage deviations (u (%)) were calculated using the relation,

u(%) = (“exp - ucalc) x 100/uexp (35)

where uexp and ucqc are the experimental and calculated values of the ultrasonic speed,
respectively. The standard percentage deviations (o (%)) have also been calculated
for each individual mixture, considering the percent deviations of the ultrasonic speed
for all the mole fractions using the relation,

o) =X @@ /m-n]" (36)

where n represents the number of data points.

The plots of VE with mole fraction x| for the binary mixtures of hexan-1-ol with
1,2-dichloroethane, 1,2-dibromoethane, and 1,1,2,2-tetrachloroethene at 293.15 K are
depicted in Fig. 1. The VE values are positive at all temperatures for these sys-
tems over the whole composition range. The excess molar volume, VE_ decreases
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in the sequence: 1,2-dichloroethane +hexan-1-ol > 1,2-dibromoethane + hexan-
1-ol > 1,1,2,2-tetrachloroethene+hexan-1-ol. The maximum in the VE curves in the
case of the 1,2-DCE + hexan-1-ol system agrees with the value reported for this system
at 303.15 K [13]. A similar type of behavior has been observed for the variation of
VE with mole fraction for the binary mixtures of 1,2-dichloroethane + heptanol and
1,1,2,2-tetrachloroethane + heptanol [6]. The magnitude of the maximum value of vE
increases slightly with an increase of temperature from 293.15K to 298.15K.

The sign and magnitude of VF varies with the structural characteristics of the com-
ponents arising from the geometrical fitting of one component into the structure of
the other component because of the differences in the size, shape, and nature of the
components and the free volume. Since the molar volumes of hexan-1-o0l (125.33 x
1079 m3 - mol~1), 1,2-dichloroethane (79.45 x 10~°m3 - mol~!), 1,2-dibromoethane
(86.61 x 107°m? . mol~"), and 1,1,2,2-tetrachloroethene (102.72 x 10~%m> - mol ")
at 298.15 K differ considerably, it seems that the halogenated hydrocarbon molecules
intercalate between the polymeric entities of hexan-1-ol and disrupt their H-bonding.
Consequently, there is an increase in the total volume of the solution. The destruction of
short-range orientation structural order present in pure liquids, viz., H-bonds in hexan-
1-ol and dipolar interactions in halogenated hydrocarbons makes VE positive since the
aggregates have smaller volumes than the sum of their individual components [12].
Due to the presence of four chlorine atoms in 1,1,2,2-TCE as compared to two in
1,2-DCE and two bromine atoms in 1,2-DBE, four H-bonds of the type CI- - -H-O
may be formed between the OH group of hexan-1-ol polymeric entities and the 1,1,2,
2-TCE molecule as compared to two Cl- - -H-O bonds in 1,2-DCE+hexan-1-ol and
two Br- - -H-O bonds in the 1,2-DBE +hexan-1-ol system. The unsaturation present
in 1,1,2,2-TCE will also contribute towards the interaction strength of 1,1,2,2-TCE +
hexan-1-ol and may be involved in the formation of the OH- - -7 electron H-bonded
complex which may lead to a decrease in the molar excess volume VF [6-8]. The
new possible H-bond interactions of the type CI- - -H-O and Br- - -H-O, and 7 -bond
interactions of the type O-H- - -, and weak physical intermolecular interactions in
the 1,1,2,2-tetrachloroethene + hexan-1-ol system are weaker than the dipolar inter-
actions in pure halogenated hydrocarbons and H-bonding in hexan-1-ol. Since the
structure-breaking effect and the effects of interactions between like and unlike mole-
cules balance each other to different degrees [13—19] in the 1,1,2,2-tetrachloroethene
and hexan-1-ol mixtures, there is only a small increase in VF values in this case.

The curves for the deviations of the ultrasonic speed, uP, versus x; at 293.15 K for
the studied systems are presented in Fig. 2, and their variations are of a quite differ-
ent nature than those of the molar excess volumes, VE. The uP values are negative
over the whole composition range for the 1,2-DCE + hexan-1-ol system whereas
sigmoidal trends are observed for the 1,2-DBE + hexan-1-ol and 1,1,2,2-TCE +
hexan-1-ol systems The negative values at the minimum of these curves vary in
the order: Py ppx > URCEHEX > UDBE-HEX-

The results for excess molar i 1sentr0p1c compressibilities, k s mo versusxj at293.15K
are presented in Fig. 3. The £ s.m Values are positive over the whole composition
range for the binary mixtures of 1,2-DCE + hexan-1-ol and 1,2-DBE + hexan-1-ol,
whereas a sigmoidal trend is observed for the 1,1,2,2-TCE + hexan-1-ol system. The
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Fig. 1 Excess molar volumes, 0.80
VE, versus mole fraction, x1, at 0.70
293.15 K for binary mixtures of -
hexan-1-ol with () = 0.60
1,2-dichloroethane, (O) E 0.50
1,2-dibromoethane, and (A) ME 0.40
1,1,2,2-tetrachloroethene o
S 0.30
<
=" 0.20
>
0.10
0.00
0 0.2 0.4 0.6 0.8 1
X4
Fig. 2 Deviations of ultrasonic 10.0
speeds, uD, versus mole
fraction, x1, at 293.15 K for 5.0
binary mixtures of hexan-1-ol
with (Hl) 1,2-dichloroethane, = 00
(O) 1,2-dibromoethane, and . 50
(A) 1,1,2,2-tetrachloroethene Eﬁ :
% 4100
-15.0
-20.0
0 0.2 0.4 0.6 0.8 1
X

/(E m Values are negative in the low mole fraction region for 1,1,2,2-TCE up to x; ~

0.65 and become more positive with an increase in the mole fraction of 1,1,2,2-TCE.
The positive values at the maximum of these curves vary in the order: K.ISE,mDBE-HEX <

E E E . . .
K§ mTCE-HEX < Ksmpcenex and the kg values become more posmve with an

increase of temperature. The overall behavior of k£ Sm is similar to that of P (Fig. 2)
for all the binary mixtures but is of the opposite sign [37]. A similar trend has been
observed for 1,2-DCE + octan-1-ol and 1,1,2,2-tetrachloroethane + octan-1-ol sys-
tems [5]. The positive values of KEm imply a higher compressibility of the binary
liquid mixtures than the corresponding ideal mixtures. Therefore, in these systems,
an expansion in free volume occurs, making the mixtures more compressible than the
ideal mixtures which ultimately culminates in the positive values of /c?,m leading to
weaker intermolecular interactions.

The intermolecular free length, Ly, computed using the FLT and Schaafs’ CFT,
increases with an increase in the mole fraction of these halohydrocarbons except in
the case of the 1,1,2,2-tetrachloroethene + hexan-1-ol system where the FLT predicts
that L decreases with an increase in the mole fraction of 1,1,2,2-tetrachloroethene
(Fig. 4). The change in the slope of the isotherms of Ly as a function of the mole
fraction in the higher mole fraction region of 1,2-dibromoethane and 1,2-dichloroeth-
ane predicted by these theories shows that the entropy effect related to the structural
rearrangement of solvent molecules [38,39] caused mainly by the disruption of the
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Fig. 3 Excess molar isentropic
compressibilities, KE_ m> Versus
mole fraction, x1, at 293.15 K
for binary mixtures of
hexan-1-ol with (H)
1,2-dichloroethane, (O)
1,2-dibromoethane, and (A)
1,1,2,2-tetrachloroethene

Fig. 4 Intermolecular free
lengths, L¢, versus mole
fraction, x1, at 293.15 K for
binary mixtures of hexan-1-ol
with (H) 1,2-dichloroethane,
(O) 1,2-dibromoethane, and (A)
1,1,2,2-tetrachloroethene
obtained using (i) FLT, (ii) CFT,
and (iii) TAP formulations
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Fig. 5 Ultrasonic velocities, 1350.0
u, versus mole fraction, x1, at L
293.15 K for binary mixtures 1300.0
of hexan-1-ol with () 1250.0
1,2-dichloroethane, (O) " 1200.0 1
1,2-dibromoethane, and (A) £ 1150.0 1

1,1,2,2-tetrachloroethene :: 1100.0 4

1050.0
1000.0 1

950.0 T T T T {
0 0.2 0.4 0.6 0.8 1

hexan-1-ol multimers occurs in these two systems. However, the mixing process is
accompanied by a decrease in the intermolecular free length, L¢, in the binary mixture
of the hexan-1-ol + 1,1,2,2-tetrachloroethene system on an increase in the mole frac-
tion of this halohydrocarbon (Fig. 4), presumably because of the combined effect of
self-association and solvation processes associated with the disruption of long-chain
polymeric entities of hexan-1-ol on the successive addition of 1,1,2,2-tetrachloroeth-
ene. The thermoacoustic approach (TAP), however, predicts that the intermolecular
free length, Ly, in these binary mixtures decreases with an increase in the mole fraction
of these halohydrocarbons. The Ly values for the pure components vary in the order:

L¢pce) > LeBg) > Lircg) (FLT)
L¢mBg) > Ltrce) > Lripcey (CFT)
L ¢arcEe) > LeoBg) > Liocg)y (TAP)

The values of Ly for all three binary mixtures obtained from the ultrasonic method
are higher than the values computed from the thermodynamic and thermoacoustical
methods [40] (Table 4). This trend has also been observed for the binary liquid mixtures
of 1,1,2,2-tetrachloroethane with benzene, toluene, paraxylene, acetone, cyclohexane
[40], and liquid methane with liquid tetrafluoromethane [41], and the other multicom-
ponent liquid mixtures [42]. The thermodynamic method [42] has been found to be
better than the ultrasonic method for calculating L¢ values provided T is not very
close to T because the right-hand side of Eq. 9 vanishes when 7" > T.. On the other
hand, the ultrasonic method fails completely when the sound speed of the liquid or
their mixtures exceeds 1600m - s~! since the right-hand side of Eq. 12 disappears
when u > uqo.

The variation of the ultrasonic speed, u, for a mixture depends on the increase or
decrease in the values of L¢ and on the temperature. In general, # and Lt vary in a
reciprocal manner with the mole fraction, x1, of a mixture [43,44]. A perusal of Table 2
reveals that the values of u decrease with an increase in x| of halohydrocarbons for
all the binary mixtures under consideration (Fig. 5). However, the value of u starts
increasing with an increase in x| of 1,2-dichloroethane above x| =~ (.86 in the case of
the 1,2-dichloroethane + hexan-1-ol mixture. The increase in the value of Ly with x;
of a mixture with a corresponding decrease in u, predicted best on the basis of CFT
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Fig. 6 Available volumes , V,,
versus mole fraction, x1, at
293.15 K for binary mixtures of
hexan-1-ol with ()
1,2-dichloroethane, (O)
1,2-dibromoethane, and (A)
1,1,2,2-tetrachloroethene
obtained using (i) FLT, (ii) CFT,
and (iii) TAP formulations

~~
V,x 10, m? mol! =

39.0

35.0

31.0

27.0 1

23.0 1

3 =
V,x10¢, m?® mol! =

formulations, again supports weak molecular interactions taking place between the
component molecules in the case of all the binary mixtures. The reciprocal relationship
between u and Ly is not strictly observed on the basis of TAP and FLT formulations.
With an increase in temperature, the density decreases and the gap between the mol-
ecules increases due to the increase in the molar free volume. A wider gap between
the molecules is the main reason for the impediment to the propagation of ultrasonic
waves, and consequently, the ultrasonic speed decreases with an increase in the tem-
perature.

The available volume, V,, computed using FLT and TAP, decreases with an increase
in the mole fraction of halohydrocarbons for all the systems under consideration, but
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Fig. 7 Deviations of 0.025
intermolecular free lengths,
ALg¢, versus mole fraction, xp, 0.020
at 293.15 K for binary mixtures
of hexan-1-ol with () ¢ 0.015
1,2-dichloroethane, (O) o
1,2-dibromoethane, and (A) j 0.010 Q
1,1,2,2-tetrachloroethene

0.005

0.000

0 0.2 0.4 0.6 0.8 1
X4

the CFT formulations predict that the available volume, V,, increases with an increase
in the mole fraction of halohydrocarbons and starts decreasing in the higher mole
fraction region for all the studied systems (Fig. 6). The variations of excess functions,
VE, with mole fraction for these systems are consistent with the following order of
molecular radii of the pure components (Table 4): rpcg < rpBE < 'TCE < THEX-
The larger is the molecular radius, the greater is the structure-breaking effect on the
self-associated hexan-1-ol, and the smaller will be the values of the deviation functions
ALy [5] and the higher will be the strength of specific interactions between hexan-1-ol
and the halohydrocarbon molecule. The values of AL¢ at the maximum of the curves
(Fig. 7) are in the following order: AL¢pCE-Hex > AL{DBE-Hex > A LfTCE-Hex-

The minimum values of ALy are consistent with the observation of the minimum
excess molar volume, VE, of the binary mixtures of the 1,1,2,2-tetrachloroethene +
hexan-1-ol system due to specific intermolecular interactions resulting in the for-
mation of molecular complexes. The increase in the excess molar volume, VE, the
negative deviation in sound speed, u”, and the positive excess isentropic compress-
ibility, Kg’m, support the main factor of gradual disruption of the self-associated hex-
an-1-ol molecules on the addition of the halohydrocarbons and the weak physical
intermolecular interactions [9,32,45,46] and the relatively weaker interactions of the
type Cl- - -H-O and Br- - -H-O and 7 -bond interactions of the type O—H- - -7 between
unlike molecules. For the pure components, the values of V, b, and r show the same
relations: hexan-1-ol > 1,1,2,2-tetrachloroethene > 1,2-dibromoethane > 1,2-dichloro-
ethane. This observation is consistent with the trend observed for VE, K?’m, and AL¢
data for these systems.

A close examination of Table 4 clearly illustrates reasonably good agreement in the
values of the intermolecular free lengths computed from the thermodynamic, ultra-
sonic, and thermoacoustic methods. The credibility of the results is further increased
by the small standard percentage deviations (o (%)) of ultrasonic speeds in Table 5
obtained using Nomoto’s relation (NR) [26], Van Dael’s ideal mixture relation (IMR)
[27], Jacobson’s FLT [28], and Schaaffs’ CFT [29-31] for all the systems under con-
sideration. An analysis of the standard percentage deviations (o (%)) presented in
Table 5 reveals that the results for the ultrasonic speeds for the 1,2-dibromoroethane +
hexan-1-ol and 1,1,2,2-tetrachloroethene + hexan-1-ol systems can be satisfactorily
explained by Van Dael ideal mixture relations (minimum o (%) = 1.89 % and 1.25 %,
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respectively, for these systems at 293.15 K). However, the prediction of these results
is better for the 1,2-dichloroethane + hexan-1-ol system by the CFT formulations
(minimum o (%) = 1.73 % at 293.15 K). The Junjie relation (JR) gives higher o (%)
values for all the systems under consideration (minimum o (%) = 7.69 %, 19.14 %,
and 13.16 % for the hexan-1-ol with DCE, DBE, and TCE systems, respectively, at
293.15 K).

4 Conclusion

In this paper, the densities and ultrasonic speeds of binary mixtures of hexan-1-ol with
1,2-dichloroethane, 1,2-dibromoethane, and 1,1,2,2-tetrachloroethene have been mea-
sured over the entire range of composition at (293.15 and 298.15) K, and good accor-
dance has been found between the experimental and literature values. The observed
positive values of VF in conjunction with the Kgm and AL¢ data over the entire
composition range for the studied mixtures confirm that the H-bond interactions of
the type CI- - -H-O and Br- - -H-0O, and x- - -H and/or weak physical intermolecular
interactions between hexan-1-ol and the halohydrocarbon molecules dominate over
the structure-breaking effect of hexan-1-ol on the addition of halohydrocarbons.

Acknowledgment Authors are grateful to the Kurukshetra University authorities for providing the
necessary facilities to carry out the research work.
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