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INTRODUCTION

The structures of the polymer solutions were studied from
the same standpoint as structure of liquids and liquid mixtures
of low molecular substances. In general, when two liquids are
mixed together, the structure of each of the two liquids will
change. The components change structurally in both aqueous
and non-aqueous solution. The phenomena of a preferential
interaction between unlike molecules (solvation) or similar
ones (association) are observed, depending on the degree of
affinity between the components. Thus solvates and associates
are elements of the structure of solution'. When the polymer
dissolves, the structure of both the components may change
and the phenomena of solvation and association are observed
depending on the nature of the solvent (i.e.) good or poor
solvent.

Cellulose is an outstanding polymer because of its
comparatively rigid chains. Many industrial applications of
relatively pure cellulose, the ability of cellulose and its
derivatives to be made fluid by the action of solvents, with or
without the aid of heat, is the factor, which makes the use
possible. The interaction of cellulose and its derivatives with
solvents, swelling agents and plasticizers has therefore been
the subject of innumerable investigations®. In the present study
the cellulose derivative viz., 'ethyl cellulose' is chosen for
investigation. Ethyl cellulose as commercially produced,
whose degree of substitution is to be 2.3-2.6, is soluble in
organic solvents. The important application is in pharmacy as
tablet binders and coating agent. Tablets made with ethyl
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Ultrasonic velocity, viscosity and density for the solutions of ethyl cellulose in propan-1-ol, butan-1-ol, pentan-1-ol and hexan-1-ol |
mixtures were measured at 303, 313 and 323 K. From the experimental data, the various acoustical parameters such as adiabatic |
compressibility (B.1), Rao number (R), free length (Ly), internal pressure (7;) and solvation number (S,) have been computed. The trends

in acoustical parameters indicate that there are molecular interactions between the components. |

cellulose as a binder tend to exhibit poor dissolution and drug
absorptions. Hence, it is planned to study the solutions of ethyl
cellulose in different alcohols.

EXPERIMENTAL

The commercially available ethyl cellulose was used as
such whose molecular weight is very high (1,50,000 approx.).
The alcohols obtained from SD Fine Chemicals, Mumbai were
used after standard purification®’.

Measurements: The solutions were prepared by adding
a known weight of polymer (ethyl cellulose) to a fixed volume
of solvent (alcohols) and then stirring under reflux, until a
clear solution was obtained. The concentration range chosen
in the solution is from 0-3 % because of its high viscous
nature.

The ultrasonic velocity measurements of the ethyl
cellulose and alcohol solutions were made in the ultrasonic
time intervalometer (Model 101, Innovative Instruments,
Hyderabad) using a pulse echo overlap technique at a fixed
frequency of 10 MHz and at three temperatures (303, 313 and
323 K). The temperature was maintained constant by circu-
lating water from a thermostatically controlled (+ 0.1 °C) water
bath. The values of densities at different temperatures were
measured using specific gravity bottle by standard procedure
and the shear viscosity was measured using Ostwald's viscometer
with an accuracy of £ 1 %.

Theory: Employing the measured values of velocity (U),
density (p) and viscosity (1), some acoustical parameters can
be computed through the following expression®’.
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The adiabatic compressibility;
Baa = [Uap]” 1
Acoustic impedance;
Z2=Up 2
Free length;
Ly = Kr[Bual ™ 3)
where, Kr is a constant for different temperatures known as
Jacobson constant'’.

Rao's number;

R=U"V (4)
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where V = molar volume of the solution.
Internal pressure;

7, = bRT [Kn/U] 1/2[p2/3 /Meffwa] &)
where b = stands for the cubic packing factor which is assumed
to be 2 for all liquids and solutions, K = temperature indepen-
dent constant (4.28 x 10°), R = gas constant (8.3143 J K™ mol™),
T = absolute temperature and M. = effective molecular weight
of the solution.

Solvation number;

Sn = [M/Mo][1-(Bas/Bo)1[(100-x)/x] (6
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where B.q and P, are the adiabatic compressibility of polymer
solution and the solvents, respectively, M and M, are the
molecular weight of the polymer repeat unit and the solvent
respectively and x is the weight of the polymer in 100 g of
solution. Then these parameters are correlated with concen-
tration (c).

Using the measured values of ultrasonic velocity, density
and viscosity of the solutions, adiabatic compressibility, free
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length, internal pressure, Rao's constant, acoustic impedance
and solvation number are calculated at three different tempe-
ratures and are shown in Tables 1-4.

Ultrasonic velocity increases non-linearly with increase
of concentration of ethyl cellulose in propan-1-ol, butan-1-ol,
pentan-1-ol and hexan-1-ol systems at three different temperatures
whereas the velocity decreases with increase in temperature.
Adiabatic compressibility decreases non-linearly with increase
of concentrations of ethyl cellulose in alcohols. Intermolecular
free length also behaves in the similar manner as that of adiabatic
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compressibility. As temperature increases, intermolecular free
length increases in all the four systems.

Internal pressure increases rapidly with increase of concen-
tration and decreases with increase of temperature in all the
four systems studied. It is found that Rao's constant and acoustic
impedance varies non-linearly with concentration in all the
four systems. The number of solvated molecules per repeat
unit is approximately 6 for propan-1-ol, 5 for butan-1-ol and
pentan-1-ol and 3 for hexan-1-ol.

The increase in velocity is due to the association between
the solute and solvent molecules. The variation is not much
appreciable at higher concentration when compared to lower
concentrations. This behaviour may be explained as follows,
in general, the cellulose and its derivative molecules are linear,
consists of sufficient number of chain linkages, which is an
essential prerequisite for any chain to be randomly coiled and
the chains have no overall tendency to adopt any particular
conformation. The conformation of chain results from the
interactions of chain segments with its environments. These
interactions involve the segments of the same as well as the
other chain in addition to the solvent. In a good solvent, each
chain segment will prefer to contact with solvent molecules
rather than with the segments of its own or those of neighbouring
chains. Because of this the chain will be extended. In a poor
solvent, if the polymer-polymer and solvent-solvent contacts
are favoured, the chain will have a contracted form'".

It has been observed that, in all the cases, the polymer
solution compressibility is less than that of the solvents, in
conformity with an earlier report'. In solvation, the highly
polar forces results in a strong localized electric field and the
solvating molecules form an incompressible region'®. This
effect results in a reduction of adiabatic compressibility of the
solution relative to that of pure solvent. The rapid decrease of
adiabatic compressibility with increase of concentration in
alcohols systems clearly indicates the formation of more
number of tightly bound systems. Since the velocity increases
with concentration and the density does so, the compressibility
must decrease with increase in concentration. This could be
caused by a more rigid liquid structure associated with hydrogen
bonding of ethyl cellulose with alcohols. The hydrogen bond
may be formed between the hydrogen of methyl group of the
ethyl cellulose and the oxygen of hydroxyl group of alcohols.
Such reduction in compressibilities have been found in
solutions of polymers which is attributed to change in compressi-
bilities of the solvent molecules concerned in solutions'*".

At lower concentration of ethyl cellulose in alcohols the
molecules are not closer and thus inter-molecular free length
is high. In the more concentrated solution the molecules come
closer and segment-segment interaction will exists, thereby
decreasing the intermolecular free length and hence internal
pressure increases'®. From the experimental analysis, it is
observed that the number of solvent molecules solvated per

polymer unit is observed to decrease with increase in the polymer
concentration. This is due to the cohesion among the polymer
chains and reduction in the hydrodynamic volume. Similar
observation is made in the case of cellulose acetate in cyclo-
hexane and carbon tetra chloride'.

When the temperature increases, the hydrogen bond may
broken up due to thermal agitation, thereby causing the
intermolecular free length and adiabatic compressibility to
increase and hence the velocity to decrease. It is expected that
as the intermolecular forces are weakened due to thermal
agitations, an increase in the intermolecular free length be
observed. Similar behaviour has been reported in the case of
poly vinylchloride in dimethyl formamide'®.

The decrease in ultrasonic velocity with increase in tempe-
rature in binary system is a general trend of associated organic
liquids and can be established by estimating Rao's constant
which is independent of temperature for the associated organic
liquids'. If the variation of Rao's constant with concentrations
of one of the component is non-linear, it generally indicates a
strong association between molecules. As Rao's constant varies
non-linearly with concentration it may be concluded that there
is an association between ethyl cellulose and alcohol mole-
cules. The increase of acoustic impedance with increasing concen-
tration in alcohol systems predicts a strong polymer-solvent
interaction.

Hence it is concluded that in all the alcohol systems the
fluctuational network between isolated macromolecules and
associates exists and this is somewhat less in higher aliphatic
alcohol systems, when compared to that of lower ones.
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