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ABSTRACT

KEYWORDS

Enthalpies of transfer of tetrabutylammonium bromide from water to
aqueous methanol, ethanol, propan-1-ol and 1, 4-dioxane systems are reported and analysed in terms of the old and new solvation theory. It was
found that a previous equation could not reproduce these data over the
whole range of solvent compositions. Using the new solvation theory to
reproduce the enthalpies of transfer shows excellent agreement between
the experimental and calculated data over the entire range of solvent compositions. The analyses show that the solvation of tetrabutylammonium
bromide preferentially solvated by water the all considered solvent mixtures. The extent to which tetrabutylammonium bromide disrupts the
solvent-solvent bonds increases systematically from aqueous methanol to
propan-1-ol.
 2007 Trade Science Inc. - INDIA

INTRODUCTION
All of this work pointed to the dominance of
solute to near neighbor solvent molecules interactions. The observation of preferential solvation in
mixed solvents was suggested that solvation was
analogous to complexation, with the solvent taking
role of the ligand. In this simple coordination model

Titration calorimetry;
Preferential solvation;
Tetrabutylammonium
bromide;
Variable (αn+βN).

all thermodynamic changes result from the successive replacement of the molecules of one solvent,
say A, by those of a second solvent, B, in the coordination sphere of the solute. The model used to analyze the enthalpies of transfer data has been presented in detail previously[1-4]. Briefly this takes account of preferential solvation by the components
of a mixed solvent, the extent to which the solute
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disrupts of enhances solvent-solvent bonding, and
the interaction of the solute with the surrounding
solvent molecules. This treatment leads to:

[

∆ H tθ = x ′B ∆∆ H 12 + ( α n + β N ) ∆∆ H ° *
− ( α n + β N )( x ′A L A + x ′B L B )

]

(1)

x′A and x′B are the local mole fractions of the components A and B in the coordination sphere of the
solute which can be expressed as follow:
x ′A =

1
px B
x ′B =
,
x A + px B
x A + px B

is the enthalpy of transfer of the solutes from
solvent A to the mixtures of solvent A and B. x′A and
x′B represent the bulk mole fractions of the components A and B in the binary mixtures. LA and LB are
the relative partial molar enthalpies for the binary mixtures of A and B components, calculated from the
mixing enthalpies of solvent A and B, ∆HE, as follow:
∆H θt

 ∂∆H E
L A = ∆H E + x B 
 ∂x B








E



∂∆H
E
, L B = ∆H − x A  ∂x 
B 


∆∆H°* is the difference between the A-A and
B-B interactions in the two pure solvents and is taken
as the difference between the enthalpies of condensation of the pure components(-44.12, -37.43, -42.32,
-47.45 and -38.6 kJ/mol for water, methanol, ethanol, propan-1-ol and 1,4-dioxane respectively).
θ
is the difference between the solute-B and
∆∆H 12
solute-A interactions in the pure solvents, including
any intramolecular contributions to ∆∆H 12θ . The parameter (αn+βN) reflects the net effect of the solute
on the solvent-solvent bonding with αn resulting
from the formation of a cavity wherein n solvent
molecules become the nearest neighbors of the solute and βN reflecting the enthalpy change from
strengthening or weakening of solvent-solvent bonds
of N solvent molecules(N³ n) around the cavity(β<0
indicates a net strengthening of solvent-solvent
bonds). α and β represent the fraction of the enthalpy
of solvent-solvent bonding associated with the cavity formation or restructuring respectively. The superscript θ in all cases refers to the quantities in infinite dilution of the solute. p<1 or p>1 indicate a
preference for solvent A or B respectively; p=1 indicates random solvation. The ∆∆H 12θ values could not
be reproduced quantitatively by equation 1 across the
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whole range of solvent compositions[5-7]. The(αn+βN)
values depend on both of the components of the
mixed solvent. That is, they appear to be properties
of solvation by the mixed solvent rather than by the
individual components of the mixture. This is not
consistent with the derivation of equation 1, which
incorporates the approximations that the values of
αn and βN are the same for each of the components
of the mixed solvent and that (αn+βN) values are
constant over the range of solvent compositions where
equation 1 applies. The use of a common value
of(αn+βN) effectively assumes that all of the solvent-solvent interactions are equally perturbed by
the introduction of the solute or, that all such interactions are equal. Clearly this would be the case for
solvent systems such as mixtures of rare gases, where
the solvent-solvent interactions would be symmetrical. Because the(αn+βN) values are not constant
over the range of solvent compositions, it led us to
introduce a new solvation theory including
variable(αn+βN).
EXPERIMENTAL
Methanol, ethanol, propan-1-ol and 1, 4-dioxane[8were purified as described previously. Enthalpy measurements were carried out with a four-channel commercial microcalorimeter(Thermal Activity Monitor
2277, Thermometric, Sweden). Each channel is a
twin heat conduction calorimeter where the heat-flow
sensor is a semi conducting thermopile(multi-junction thermocouple plates) positioned between the
vessel holders and the surrounding heat sink. The
insertion vessel was made from stain less steel.
Tetrabutylammnium bromide solution(0.1mM) was
injected by use of a Hamilton syringe into the calorimetric titration vessel, which contained 1.3mL pure
methanol, ethanol, propan-1-ol and 1, 4-dioxane. The
injection of tetrabutylammnium solution into these
pure solvents was repeated 13 times with 0.2ml
tetrabutylammnium bromide solution per injection.
Results are the enthalpies of solution for ternary solvent mixtures including tetrabutylammonium bromide in aqueous methanol, ethanol, propan-1-ol or
1,4-dioxane. The mixing enthalpies for aqueous
methanol, ethanol, propan-1-ol or 1,4-dioxane, ∆HE,

9]
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were measured by injection of 0.2 mL water into 1.3
mL pure methanol, ethanol, propan-1-ol or 1,4-dioxane for 13 times.

Defining the enthalpy of solution for preparing
a concentrated aqueous solution as ∆ H CS (W), the
standard enthalpy of solution for a solute in water,
∆ H θS (W), and in the aqueous methanol, ethanol,
propan-1-ol or 1, 4-dioxane mixtures,
∆ H θS (mix), can be expressed as follow:

50

40
Enthalpies transfer/kJmol-1
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∆H Sθ ( W ) = ∆H CS ( W ) + ∆H θD ( W )
0

∆H θS ( mix ) = ∆H CS ( W ) + ∆H θD ( mix )

Both of which include equal value of ∆ H CS (W),
therefore the enthalpies of transfer of the solute
( ∆H θt ) from water to aqueous methanol, ethanol,
propan-1-ol or 1, 4-dioxane mixtures can be obtained
as:
∆H θt = ∆H θD ( mix ) − ∆H θD ( W )

Where ∆ H θD ( mix ) is the enthalpy of dilution of
the solute into methanol, ethanol, propan-1-ol or 1,4dioxane, and ∆ H θD ( W ) is the enthalpies of dilution
of the solutes into pure water. ∆ H θt were listed in
TABLE 1 and shown graphically in figure 1.
TABLE 1: Enthalpies of transfer of tetrabutylammonium bromide from water to aqueous methanol, ethanol, propan-1-ol and 1,4-dioxane mixtures at 298.15
K in kJ/mol
xB
0
0.05
0.10
0.15
0.20
0.30
0.40
0.50
0.60
0.70
0.80
0.90
1.00

MeOH
0.00
7.16
14.25
20.15
24.21
28.13
29.23
28.41
26.70
25.46
24.21
24.31
28.81

EtOH
0.00
15.15
26.20
32.80
36.50
38.02
35.86
33.90
33.00
32.00
31.23
31.75
28.85

PrOH
0.00
26.50
40.00
39.60
39.40
37.20
35.00
31.20
27.50
25.00
25.50
26.00
26.50

Dioxane
0.00
18.00
25.20
28.00
28.30
27.30
25.50
23.42
24.54
29.90
37.00
45.80
51.40
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Figure 1: Comparison of the experimental (symbols)
and calculated (lines) enthalpies of transfer for
tetrabutylammonium bromide in aqueous methanol
∆)
(••), ethanol ( ), propan-1-ol ( ) and 1, 4-dioxane (∆
via equation 9. xB is the mole fraction of methanol,
ethanol, propan-1-ol and 1,4-dioxane.

DISCUSSION
As the ∆ H θt values could not be reproduced
quantitatively by equation 1 over the entire range of
solvent compositions, we have extended this equation. One goal of the development of the previous
solvation model, is the prediction of the thermodynamics consequences of changes in the solvent system. A second approach is to use the extended equation analytically, to obtain information about the fundamental solvation process.
In the case of random solvation(p=1), equation
1 simplifies to:

[

]

θ
∆H θt = x B ∆∆H 12
+ ( α n + β N )∆∆H °* − ( α n + β N )∆H E

(2)

The enthalpy of transfer from pure solvent A to
pure solvent
B,

A →B

A →B

∆ H θt ,

is simply:

[

θ
∆ H tθ = ∆∆ H 12
+ ( αn + β N )∆∆ H °*

]

(3)

So that equation 2 rearranges to:
A →B

∆H θt − x B ∆ H θt
∆H E

= ( αn + β N )

(4)
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TABLE 2: Solvation parameters for tetrabutylammo-nium bromide in the mixtures of water methanol, ethaθ
nol, propan-1-ol or 1,4-dioxane with via equation 9. ∆∆H12
>0 indicates stronger interaction of urea with
αn + βN)θ
θA
water. * corrected (α

Solvent system
H2O-MeOH
H2O-EtOH
H2O-PrOH
H2O- Dioxane

p

(αn+βN)θA

(αn+βN)θA*

(αn+βN)θB

θ
(kJ)
∆∆H 12

0.64
0.64
0.64
1

34.47
43.8
55.33
37.61

53.83
68.43
86.45
37.61

-5.63
43.86
10.00
8.16

-1723.14
-47.47
-1940.71
-1291.06

As(αn+βN) is not constant over the range of solvent compositions, it is possible to change equation 4
to:
A →B

∆H θt − x B ∆ H θt
∆H E

= ( αn + β N )

mix

(5)

If the solvation is random, it is possible to define
the net effect of the solute on solvent-solvent bonds
in mixture, (αn+βN)mix, as a combination of these
values in water-rich domain, (αn+βN)θA, and alcohol-rich domain, (αn+βN)θB, which can be written:
( αn + β N ) mix = ( αn + β N ) θA x A + ( αn + β N ) θB x B

(6)

Comparing equations 5 and 6 leads to:
A →B

∆H tθ − x B ∆ H tθ
∆H E

= ( αn + β N ) θA x A + ( αn + β N ) θB x B

(7)

After reorganizing, leads to:
A →B

∆H tθ = x B ∆ H θt + ( α n + β N ) θA ∆H E −
x B ( α n + β N ) θB − ( α n + β N ) θA ∆H E

[

]

(8a)

∆HE for the binary solvent mixtures is xALA + xBLB.
As the solutes were introduced into the binary solvent mixtures, the mole fractions of the components
of A and B in the bulk solvent, xA and xB, and in the
solvation sphere, x′A and x′B, are not necessarily the
same. Thus ∆HE in the solvation sphere can be expressed as follow:
∆H E = x ′A L A + x ′B L B

(8b)

Replacing ∆H with x′ALA + x′BLB in equation 7,
leads to:
E

∆ H θt =

[

A→B

∆ H tθ x ′B + ( α n + β N ) θA [x ′A L A + x ′B L B ]

− x ′B ( α n + β N ) θB − ( α n + β N ) θA

][x ′ L
A

A

+ x ′B L B ]

(9)

Where(αn+βN)θA and (αn+βN)θB are the net
effect of the solute on solvent-solvent bonds in water-rich region and alcohol-rich region respectively.
The enthalpy of transfer from pure solvent A to pure
A →B
solvent B, ∆ H θt , in equation 9 is:
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θ
∆ H θt = ∆∆ H 12
+ ( αn + β N ) θB ∆H °B* − ( αn + β N ) θA ∆H °A* (10)

∆Η °A* and ∆Η °B* are the enthalpies of condensa-

tion for pure solvent A and B respectively. Applying
equal value for(αn+βN)θA and (αn+βN)θB in equation 9 leads to equation 1.
Equation 9 has been shown to reproduce ∆H θt for
both electrolytes and non-electrolytes in a wide range
of mixed aqueous and non-aqueous solvents[10-11]. Using equation 9 reproducing the enthalpies of transfer
shows excellent agreement between the experimental
and calculated data(Figure 1) over the whole range of
solvent compositions for tetrabutylammnium bromide
in aqueous methanol, ethanol, propan-1-ol and 1,4dioxane. Solvation parameters recovered via equation
9 were reported in TABLE 2.
p values for the aqueous alcohol systems are substantially the same and less than one, indicating weak
preferential solvation by water in these systems, while
the value for the 1,4-dioxane systems is close to one,
indicating random solvation. In all cases the
(αn+βN)θA values are positive, indicating that the
net effect of the solute is breaking of solvent-solvent bonds. The(αn+βN)θA provides a measure of
the effect of the organic cosolvent on the water structure. Thus, when an organic species is introduced into
water there is an enhancement of the water structure, resulting from the interaction of water with the
cosolvent’s non-polar groups. This led to the suggestion that the(αn+βN)θA values reflect to the extent of enhancement of water structure by the nonpolar alkyl residues of the alcohol molecules. The
greater the extent of this enhancement, the greater
will be the disruption of the structure of the mixed
solvent resulting from the introduction of the solute
and the greater the(αn+βN)θA value[12-16]. In the aqueous alcohols(αn+βN)θA values for tetrabutylammonium bromide increase systematically from aqueous
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methanol to aqueous propan-1-ol. The clear implication of this is that the extent to which the alcohols
enhance the aqueous structure increase with the size
of the alcoholic alkyl residue. In the alcohol-rich
region(αn+βN)θB for each of the solvent systems
falls, as would be expected for solvation in a less
structure medium. The (αn+βN)θA value in the
aqueous 1,4-dioxane is similar to that for aqueous
methanol, indicating that the structural enhancement
by 1,4-dioxane and methanol are comparable, in contrast of the Xe NMR chemical shift studies[15]. This
difference may result from the preferential solvation
of tetrabutylammonium bromide by water. Tetrabutylammonium bromide preferentially solvated by
water in the aqueous alcohol systems, leading to an
increase in the alcohol mole fractions in the bulk
solvents. Increasing the alcohol concentrations in the
bulk solvents leads to a small transition from the water structure to one of less structured medium based
on that of the alcohol, leading to lower value of
(αn+βN)θA. Thus we conclude that(αn+βN)θA values in the absence of the solute is more than that of
including solute. To approach to the corrected values of(αn+βN)θA, we have to multiply(αn+βN)θA
values by a factor of 1/p. The corrected values
of(αn+βN)θA are 37.61, 53.86, 68.43 and 86.45 for
1,4-dioxane, methanol, ethanol and propan-1-ol respectively, indicating that the extent of water structural enhancement increasing in the order 1,4-dioxane < methanol < ethanol < propan-1-ol. For the aqueous alcohol systems, the interactions between the
alcohol molecule and the surrounding water are two
types, hydrogen bonding with the alcoholic OH group
and a hydrophobic interaction with the alkyl residue, the latter leading to structural enhancement. In
effect, an increase in the size of the alkyl residue
will shift the balance between these two types of
interaction in favour of the hydrophobic contribution.
Since 1,4-dioxane has two polar sites, the ether
oxygens, for hydrogen bonding to water molecules,
the balance of interactions will be shifted, with the
relative hydrophobic contribution reduced.
CONCLUSION
Using equation 9 reproducing the enthalpies of
transfer of tetrabutylammonium bromide from water
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to aqueous methanol, ethanol, propan-1-ol and 1,4dioxane mixtures shows excellent agreement between the experimental and calculated data(Figure 1)
over the whole range of solvent compositions which
is a good support for this equation. It is clear, from
these few examples and the previous published cases[1011]
, that analysis of the enthalpies of transfer in this
way can give remarkable insights into solvation in
mixed solvents. Comparing these with the results of
studies using other techniques supports this predictive theory.
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