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Abstract. To obtain physical insight into the slowing of the molecular dynamics when a
macromolecule grows as a result of polymerization, (i) the dielectric relaxation spectra, and
(i) the heat evolved during the growth of a linear chain structure by means of the reaction
of diepoxide with a monoamine have been measured simultaneously and continuously over
time, at a fixed temperature of 314.2 K, during fixed-rate heating to 341.5 K and thereafter
cooling from this temperature. An instrument was designed for the purpose. The studies yield
information, almost simultaneously, on the changes in the dc conductivity, on the static and
dynamic behaviours of the dipolar relaxation, and on the number of covalent baniasthe

states of the structures formed by irreversible polymerization. The dc conductivity decreases
with increase im, but this decrease cannot be attributed entirely to the increase in viscosity. The
decrease in the ion population has a significant effect on the change in dc conductivity. Both the
equilibrium permittivity and the limiting high-frequency permittivity decrease on polymerization.
This decrease is attributed mainly to a decrease in the dipolar orientational correlation factor in
the former case, and to a predominant increase in the phonon frequencies in the latter case. It
is found that the slowing of the molecular dynamics that occurs here on increasis imore

than compensated by the acceleration of the dynamics on increase in the thermal energy. This
effect is interpreted in terms of the changes in the configurational entpy;, which leads

to relations expressing the dependencesgf,; onn, as well as on the temperature. A faster
molecular dynamics of the Johari-Goldstein relaxation evolves iasreases. This dynamics
does not depend on the decreas& g, with decrease im, but depends only on the change in
Scons With temperature. The dielectric behaviour of the completely polymerized state obtained
after repeated thermal cycling of the initially molecular liquid has been studied, and the results
are related to the molecular dynamics observed during the growth of the macromolecules.

1. Introduction

During the process of polymerization, molecules in the initially molecular state of a liquid
chemically combine to form bigger molecules. The product, which is obviously bigger
in size than the reactants, diffuses at a slower rate than either one of the reactants. This
causes the rate of chemical combination to become slower. Hence, any further chemical
combination that occurs is affected by this slower rate, and, after the combination has
occurred, the product is a yet bigger macromolecule, which diffuses even more slowly.
This continues until both the diffusion and the chemical combination rate, after slowing
each other progressively more, become too slow to be experimentally observable. At this
instant, the process seems to come to a virtual halt, within the timescale of one’s observation.
When the liquid’s viscosity has reached a certain high value and the diffusion coefficient
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a certain low value, the liquid is said to have vitrified, almost isothermally. This process
of a negative feedback [1] between the chemical combination that increases the molecular
size and the diffusion, which slows the rate of the very process that causes this increase
in size, is usually studied as a function of time, and explained in the reaction time domain
[1-12]. To gain physical insight into the molecular dynamics of such processes, more recent
studies [13-17] have attempted to change the manner in which the process is viewed, by
interpreting it in terms of the number of covalent bonds formed; these bonds increase the
configurational restrictions on molecular diffusion. If this is done, the molecular dynamics
of the process can be related to an intrinsic property of the structure of the liquid, rather
than to an extrinsic property such as the time allowed for chemical combination. To gain
further insight into the physics of the process in which a negative feedback between the
chemical combination and the molecular dynamics is predominant, we have made a detailed
study of a linear chain macromolecule during the course of its formation and growth by
polymerization, which is reported here.

The growth of a macromolecule over time has been studied by a variety of techniques,
namely, those of ultrasonic relaxation [4—6], dynamic heat capacity [18], density [8, 9],
calorimetry [19, 20], vibrational spectroscopy [4, 7], viscosity [3] and dielectric relaxation
[1, 2, 9, 10]. Amongst these, the dielectric spectroscopy technique appears to be the most
sensitive and easily adaptable one. But, as in all studies of this type, it has not been possible
to measure simultaneously the dielectric spectra and thermal behaviour of the same sample
continuously over time. Therefore, to study the physical aspects of this process, it was
necessary to develop a measurement assembly for the purpose. This is also briefly reported
here. In the main, this paper describes a study of how the molecular dynamics in a liquid
changes when macromolecular growth occurs in it, or the number of covalent bonds formed
in its continuously changing structure increases spontaneously over time. The study also
reveals how new relaxation processes evolve, and how the increase in the thermal energy
of the system effectively compensates for the configurational restrictions imposed by the
growing molecular size. Finally, we provide a dielectric study of the polymerized product
ultimately formed, and of its relationship with the processes that led to the formation of this
product. Although restricted to one system, the physics described here is likely to be useful
generally, for all processes in which the slowing of the molecular dynamics is caused by
the spontaneous growth of macromolecules.

2. Experimental methods

The polymerization was achieved in a liquid mixture containing a diepoxide and a
monoamine mixed in equimolar amounts. The reaction between the two leads to the
formation of mainly a linear chain polymer. Cyclohexylamine (99% purity) was purchased
from Aldrich Chemicals, and diglycidy! ether of bisphenol-A (DGEBA) was obtained from
Shell Chemicals. The latter had the trade name of EPON 828 EL. Its number average
molecular weight is 380 Dalton, the average number of repeat units in the molecule is
0.14, which indicates that the size of any oligomers is negligibly small, its glass transition
temperature is 259 K, and its functionality (the number of reacting terminal groups) is
2.0. The sample contains NaCl as an impurity in an unknown, extremely small amount
that persists after the commercial purification treatment has been carried out following
the synthesis from epichlorohydrin. There may also be minute amounts of unreacted
epichlorohydrin and related organic molecules as impurities, and some moisture, but their
concentrations are not known. These impurities, including any hydroxyl groups, may cause
errors in the assessment of the number of covalent bonds formed, but these errors are not
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likely to exceed 2—-3%, which is comparable to the size of the errors in our estimate of
the number of covalent bonds formed from thermal measurements. Both chemicals were
used on this understanding. Accurately weighed amounts of the two components were
mechanically mixed inside a glass container for 2—3 minutes at 298 K, and immediately
transferred to the dielectric cell of the measurement assembly. Homogeneous, transparent
liquids were thus obtained.

The chemical reactions between the amine and the diepoxide are addition reactions,

with no other product except one, larger molecule. The cyclic, terminal epoxide group
opens, and its oxygen atom accepts a proton from the aminessgkiytip to form an —OH
group, and the terminal carbon atom forms a covalent bond with the N atom of the amine.
This leads to a linkage between one end of the diepoxide molecule and the primary amine,
which becomes a secondary amine, e.gs™(OH)-CH—-N(CsH11)H, where R denotes
the remaining part of the DGEBA molecule which contains the second terminal epoxide
group, and GH;; denotes the cyclohexyl group. The proton of the secondary amine is
accepted by the oxygen atom of the epoxide group of another diepoxide molecule, which
bonds with the N atom, producing’FCH(OH)-CH—N(CsH11)-CH,—CH(OH)-R. The
next reaction of a second amine molecule is with the epoxide contained in’ theobp.
The process ultimately produces mainly a linear chain structure, wjth{Cgroups as
pendants to a chain of the type —~A—B—A-B—, where A is the [-8EH(OH)—(bisphenol)—
CH(OH)-CH~] group of the DGEBA molecule and B the [-N{&11)-] group of the
cyclohexylamine molecule.

The calorimetric data were needed to calculate the number of covalent bonds formed
during the course of polymerization of a liquid, and, for the sake of accuracy, it was
also important that these data and the dielectric spectra be obtained for the same sample.
This was done continuously over time, and almost simultaneously, either at a constant
temperature or at temperatures decreasing or increasing at a controlled rate, by means of an
instrument designed for the purpose and referred to here as the simultaneous impedance and
thermal analyser (SITA). It was used here to measure at any instant and in a continuous-
time manner two properties: (i) the dielectric permittivity and loss spectra, and (ii) the
rate of heat evolution or absorption in a physical or chemical process. The spectra are
measured over the frequency range 45 Hz to 0.5 MHz, and the time taken to collect
the capacitance and conductance data in this range is 70 s. Briefly, SITA consists of
a concentric electrode assembly of nominal geometric capacitance 14 pF, which is filled
with the liquid at room temperature. The assembly is then inserted in a thermal bath
maintained at a desired temperature. The temperature of this bath can be changed at a
controlled rate. The electrical impedance measurement part of SITA was built by computer
interfacing a Precision RLC Meter, Model 7400, manufactured by Quadtech of the GenRad
Corporation. The heat evolved as a result of the polymerization reaction is measured
simultaneously by means of a calorimetric cell into which the dielectric cell is inserted.
The calorimetric cell is based on a design published before [21]. The total volume of the
liquid required for the experiment is 1 ml. The stray capacitance of the dielectric cell is
zero or negligible.

Before beginning the measurements on a polymerizing liquid, both the dielectric and
calorimetric parts of SITA were calibrated for the capacitance and conductance, and the
heat and temperature measurements. Data were obtained for the empty cell, and these
data served as a base-line for the processing of the data on the liquid or solid sample.
Although the temperature during the measurement period, which was as long as 24 h in
some cases, was controlled to within 20 mK, the heat evolved during the polymerization
reaction caused the temperature to rise. This rise was maximum when the polymerization
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rate was highest, and was by at most 0.2 K. Thus the measurements reported here during
the course of polymerization varied withih0.1 K of the reported temperature. For all of
the other measurements, this variation was within 20 mK.
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Figure 1. (A) The time—temperature conditions during the course of the dielectric and heat
measurements. (B) The rate of heat release during the polymerization of the cyclohexylamine—
DGEBA mixture is plotted against the time for which the polymerization has been proceeding,
at 314.2 K. The regions identified as a, b, c, etc, refer to the regions in which the data are shown
in subsequent figures.
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Figure 2. (A) The rate of heat release during the polymerization on heating from 314.2 K to
331.5 K at the rate of 10 K1 is plotted against the temperature. (B) The number of covalent
bonds formedg, and the extent of the reactiom,(right-hand scale), are plotted against the time
for which the reaction has been proceeding. These values were calculated from the data shown
in figure 1 and figure 2(A).
3. Results

The conditions of temperature and time for which the polymerization of the equimolar
cyclohexylamine—-DGEBA mixture was carried out, and studied by dielectric spectroscopy
and calorimetry, are shown in figure 1(A). The mixture was kept isothermally at 314.2 K
for 18.7 h (67.2 ks) during which both the rate of heat evolvem@#i,/dr)7, as a result of
covalent bond formations, and the dielectric spectra were measured. Figure 1(B) shows the
rate of heat evolvement as a function of time. After isothermal polymerization for 18.7 h,
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Figure 3. The dielectric permittivity and the conductivity spectra for different states of
polymerization of the cyclohexylamine-DGEBA mixture at 314.2 K containing different
numbers of covalent bonds. The notation refers to the number of bendiyided by 183, as
indicated. The region covered is part a in figure 1(A).

the sample was heated to 341.5 K at the gate 10 K h~%, during which the heat evolved
(dH/dt),, was continuously measured as a function of temperature. These data are plotted
in figure 2(A). The total heat evolved is equal to the integrated area of the curve in figure
1(B) and that in figure 2(B) plus all other heat evolved during repeated heating to 341.5 K
and to 394 K, and isothermally maintaining these two temperatures. This totalAe4,

is the heat of reaction for the 314.2-394 K range. On the assumptiom\tH4f which is

111 kJ per mole of the total molecular content of the mixture, is almost independent of the
temperature in this range, the extent of the reactipnwas calculated. It is humerically
equal to the heat evolved at a timeas determined from the integrated area up to time
divided by AH®. This quantity was determined for polymerization at 314.2 K, i.e., over
the first isothermal region of 18.7 h in figure 1(A), and is plotted againste duration of

the reaction, in figure 2(B).

To convert these data into the number of bonds fornmedye proceeded as follows:
since one cyclohexylamine molecule forms two covalent bonds with two DGEBA molecules,
one of which in turns forms two covalent bonds with two cyclohexylamine molecules, a
linear chain structure of the type —A-B—A-B—, with cyclohexyl groups as pendants to the
chain, is formed. This chain grows on further reaction. On the assumption that the number
of oligomers formed is small or negligible, the total number of covalent bonds formed in
this case will be equal to the total number of molecules present initially, i.e. the Avogadro
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Figure 4. The permittivity and loss spectra obtained during the course of polymerization of
the cyclohexylamine-DGEBA mixture at 314.2 K are shown for different numbers of bonds
formed. The notation refers to the number of bondsdivided by 183, as indicated. The
spectra show the shift of the-relaxation process towards a lower frequency as the number of
bonds increased. The region covered is part b in figure 1(A).

number,N,, per mole of the total molecular content of the mixture. Thus the heat evolved
per covalent bond formation is equal 20H°/ N, which is 184 x 10-2° J/bond. This leads
to n = a N4, which is also plotted againstin figure 2(B). The sigmoid-shaped curve thus
obtained was then used to conveiitto n, so the equilibrium dielectric behaviour and the
dynamics of dipolar diffusion may be discussed in terms of a liquid structural progerty,
and not the duration of the reaction.

For the convenience of the discussion, the total period of isothermal polymerization
at 314.2 K has been divided into three regions: a, b, and c, as shown in figure 1(A),
because different aspects of the dielectric properties and of their changes become evident,
and even dominate in these regions. The permittivityand conductivityo, spectra for
the first region, a, are shown in figure 3. The plot for the lowesthows a small step
decrease ire’/, as well as a rise toward a plateau-like featuresin In this region, the
interfacial polarization seems to contribute significantly to bdtAndo in the early period
of polymerization. After about 1 k& = 0.5 x 10%%), this contribution vanishes, and only
the low-frequency, plateau-like features gfand o are observed. These correspond to
the static permittivity g, and the dc conductivityge. As polymerization continues, and
increases, botl' ando show dependence on the frequencyjecreasing towards a limiting
value andr increasing towards its limiting value before reaching the corresponding infrared
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Figure 5. The permittivity and loss spectra obtained during the course of polymerization of the
cyclohexylamine—DGEBA mixture at 314.2 K are shown for different numbers of bonds formed.
The notation refers to the number of bondsdivided by 183, as indicated. The spectra show

the evolution of a new relaxation process at higher frequencies. The region covered is part ¢ in
figure 1(A).

permittivity and conductivity values. These effects are remarkably similar to those observed
when a chemically stable liquid or solid is cooled.

The dielectric permittivityg’, and lossg”, spectra obtained for the conditions in region
b of figure 1 are shown in figure 4. These show clearly’apeak, which shifts towards the
low-frequency side as increases on polymerization irreversibly, in a manner remarkably
similar to that observed for a liquid or a solid on cooling. Téeand ¢”-spectra for the
conditions in region c of figure 1 are shown in figure 5. Here the peak has moved out of
the frequency range, and a new relaxation process becomes evidesitshews a small,
new dispersion and” an approach towards a peak value. The high-frequency part of this
peak cannot be discerned even whehas increased from.Ax 107 to 5.3 x 10?3, This is
partly due to the decrease in the height of the peak itself, but mainly due to the insensitivity
of this relaxation process to increaseninas recently observed from measurements at GHz
frequencies, and discussed elsewhere [22].

The ¢’- and ¢”-spectra measured during the course of heating from 314.2 to 341.5 K
at 10 K It are shown in figure 6. A§ increases in this experiment, the polymerization
becomes faster, andincreases initially at a faster rate. These spectra, for whicndn
are given in figure 6, show that starting from 314.3 K, an increasg andn causes”
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Figure 6. The permittivity and loss spectra obtained during the course of heating from 314.2
to 331.5 K at 10 K h! are shown for selected temperatures and values, dfie number of
covalent bonds formed at the instant at which the spectra were obtained. It is divided®by 10

The region covered is part d in figure 1(A).

to decrease first and then to increase, anit increase. The initial decrease is a reflection

of the shift of the low-frequency relaxation peak towards still lower frequencies, and the
increase is a reflection of the shift of this peak towards higher frequencies, although the
peak has not appeared in the spectral range of figure 6. This, as will be discussed later
here, is a consequence of compensatory effects of the increasehat decreases the rate

of relaxation, and the increase T that increases it.

4. Discussion

The general pattern of the evolution of the molecular dynamics during the course of
macromolecular growth as a result of polymerization, as observed here, is remarkably
similar to that observed for liquids and solids during isobaric cooling or during isothermal
compression. There are also of course several other aspects in which the equilibrium and
dynamic behaviours differ from those observed on cooling and compression, which need to
be discussed. For this purpose we begin the discussion of each aspect at first isolated from
the others, and then we combine them into a general picture that emerges from this study.
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4.1. The interfacial polarization and the dc conductivity

It is well recognized that the dielectric permittivity;, and loss,e”, of a material, as
measured in a dielectric cell, are the sums of four effects generally: the interfacial
polarization, the dc conductivity, the orientational polarization, and the vibrational and
the optical polarizations [23—26]:

Lt &)

e = e — Eim teup @)
where

&in = Zosin(mm /2)[{(o4c + Gdip)zco}/sg]w—(m+1) @)
and

&l = ZocosSmm /)[{(04c + 0uip)*Co}/eflw” "D @

where Zo and m are characteristics of the electrode/material interface incthend &”-
equations for complex impedancg;, = Zo(iw)™", Co refers to the geometric capacitance
of the empty dielectric cell, and refers to the angular frequen€y = 27 f (Hz)). ¢ is
the permittivity of vacuum (8.8514 pF ™). Cole and co-workers [23, 24] have found that
m = 0.5, which corresponds to the Warburg impedance. The measured conductivity is

0 = 04c + Oipr + Odip (5)
where
Ot = Zo[cOSmm/2)]{(04c + 94ip)*Co/€0}™. (6)

According to equations (3)—(6), the interfacial contribution is largest for the lowest
value ofw of one’s measurements, wherg, approaches zero, and decreases rapidky as
is increased. For a fixed it is also large wher,, is large. We analyse the low-frequency
data in the spectrum for = 0 to 011 x 107, in the same manner as before [26], and obtain
the valuesZy = 0.265 MQ m™%, andm = 0.5. By deducting the interfacial contribution
from the measured values of bathand ¢’ for the conditions where & n < 1.2 x 107,
we obtaine, ando,.. Forn between 12 x 10°° and 378 x 10?3, ¢, and o, are readily
obtained from the plateau values of the curves, as is seen from the spectra in figure 3.

Forn > 3.78 x 10?3, 0, was determined from an analysis of thédata for the low-
frequency part of the spectrum. This was done by subtracting an estimated magnityde of
which did not give negative values of at any frequency of the spectra, and the remaining
value ofe” consistently increased from the lowestowards the peak value. This estimate
of o was taken as equal tg,.. All of the values ofs,. determined in this manner are
plotted against andn in figure 7.

It should be noted that these are the first set of studies in whjichas been determined
appropriately from the dielectric spectra. For determingg in all earlier studies [1, 6,
27], the electrical modulus formalism was used, with the reasonable approximation that dc
conduction involves a single Maxwell relaxation time. Furthermore, the procedure used
in the earlier studies also failed to yield an accurate value pfat smalln, where the
contribution too from interfacial polarization is significant, and at large where the
contribution too from dipolar reorientation becomes significant. With the more accurate
data available now, it seems pertinent to discuss the reasons for the decreaseith the
increase irr andn. The equations with which we attempted to fit the data are [1, 27, 28]

04c = As €XP[Bs /(to — 1)] (1)
Odc = Udc(n = O)[(nx - n)/nx]p (8)
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Figure 7. The dc conductivity determined from the data in figure 3 is plotted against (A) the
time for which the polymerization reaction has been proceeding, and (B) the number of covalent
bonds formed during the polymerization.

wherery andn, are the respective values ofndn at whicho,. formally approaches zero,
and p is an empirical parameter. Neither of the above two equations was found to fit the
data satisfactorily, which shows that the mechanism by whighdecreases with andn

for the growth of linear chain macromolecules differs fundamentally from the mechanism
by which it decreases for the growth of a network macromolecule.

It is conceivable that the linear chains formed on polymerization become long enough
to entangle, and that the number of such entanglements becomes high enough to lead to
the formation of a gelled structure, as is for example the case for ordinary water-based
gelatin gel. But the dc conductivity in this mechanism does not change significantly after
the gelatin sol has become a gel. Here the bond percolation concept [29] is not applicable
in the same manner as for the cross-linking polymerization, where the gelation time could
be determined [1, 6, 27, 28].

One of the more significant aspects of the study which is evident in figure 7(B), but
which was not observed before, is the somewhat inverted sigmoid shape of the plet of
againstn. This shape implies that there is a single underlying mechanism according to
which o4, changes, such that the rate of change is maximum at a certain valueaafl
thereafters,. reaches its limiting value as — N,. This mechanism is likely to be the
one that is dominated by the translational diffusion of ions formed on ionization of NacCl,
H,0, and other impurities whose population decreases towards a limiting value as a result
of the decrease in the equilibrium permittivity,, towards a limiting value, according to
the equation for the ior> ion-pair equilibria [33]:

Cion—pair ) 47TN§ |: 212262 ]
Ky = = ex 9
A (Ccationcanion 3000 P askgT )

whereC refers to the concentration of the entity written as the subsdkiptis the ion-pair
association constany/ 4 the Avogadro numbeg,; andz, the electronic charges on the ions,
e the magnitude of the electronic chargethe ion-size parameter, arkg the Boltzmann
constant.

Alternatively, the shape of the plot @f;,. againstn in figure 7(B) can be seen as a
consequence of at least two sets of effects, namely:

(I) a decrease iw,. when:
(i) the charge carrier's mobility (that of Na Cl=, H*, OH~, or other impurity ions)
decreases with the increase in the viscosity: ascreases; and
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(ii) the populations of the same ions decreaseadecreases with the increasersin
and

(iii) any H-bonded network structure through which the amine protons can translocate
is gradually depleted; and

(I) an increase i, from zero towards a limiting value at— N, as a new H-bond
network structure involving the —OH groups forms on reaction, and thereby a new path for
translocation of protons develops with the increase.in

The last effect requires a near-neighbour H-bond formation leading to the connection of
molecules by H bonds. Evidence for the formation of H bonds in the reactive epoxy—amine
mixture has been obtained by near-ir spectroscopy studies [34], since the suggestion was
made that the conduction mechanism may also be partly due to the proton translocation
through the near neighbours [35]. Thus mechanism (ll) is supported by experiments.

It seems that the decreaseof involves both the decrease in the populations of impurity
ions as charge-carrying entities, and translocation of protons along the H bonds towards a
limiting value ase; approaches a limiting value on polymerization, and the compensatory
effects of | and Il. Equations for the approachogf towards a singularity according to the
bond-percolation theory [28] for gel formation are not relevant here because a cross-linked
structure does not form on polymerization. It is noteworthy that the limited date,on
available in the earlier studies [1, 2, 6, 27, 31, 33] had masked this compensatory effect.

4.2. The equilibrium polarization and polymerization

The equilibrium dielectric permittivity,e,, which corresponds to the sum of all of the
molecular polarizations, is plotted againstin figure 8. It decreases with increaserin
according to the equation

&, = 6.53+ 1.09/[1 + exp{(n/10%) — 2.3)] (10)

which gives an inverse sigmoid shape for the plotofgainst:. As the molecular mixture
polymerizesg,; changes for several reasons, namely:

(i) the mixture’s density increases;

(i) certain dipoles associated with the epoxide and amine groups vanish, and others
such as those associated with the —OH and ~@HCeH11)-CH,— form;

(i) the dipolar orientational correlation factor changes, as the dipolar alignment of the
linear chains becomes distributed differently, and chains fold on themselves, and possibly
entangle with each other such that the interchain interactions change; and

(iv) the limiting high-frequency permittivity£.,, changes, because both the optical
refractive index and the infrared polarization change.

So, it is remarkable that the net effect observed here is dhatecreases, because
densification of the liquid alone would be expected to raise it. A polymer’s density of
course increases as its molecular weightzancreases, and in some cases the values of
g, are also found to decrease—as for examplefor propylene glycol decreases from
about 50 to about 5 when it is polymerized to poly(propylene glycol), of average molecular
weight 4000 [36]. Rationalization of such a decrease in terms of the consumption of
some dipoles and production of others has been difficult in chemical terms, mainly because
of the multiplicity of the dipolar groups and molecules that exist during the course of
polymerization. Nevertheless, such observations are rationalized in general physical terms
in molecular dielectric theories, as follows.
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Figure 8. ¢, e, and g are plotted against the number of bonds formed during the polymer-
ization reaction at 314.2 K.

Strictly interpreted in terms of the formalism of statistical dielectrics theory developed
by Onsager [37], Kirkwood [38], and &hlich [39],

oo +2\2( & 4 Nygud
o 11
. eﬁ[( - )(28+800):| s a1

where N, is the number density of the dipoleg,is the dipolar orientational correlation

factor, as defined by Kirkwoody, is the vapour-phase dipole moment, and all other terms

have the same meaning as before. According to equation (11), a decreasa ronstant

T means thagu3 decreases on polymerization, or that the increase in&adhd ine,, due

to an increase iV, is dominated by the decreasegdp3 asn increases on polymerization.
The rate of decrease ip, with increase inn, i.e., the magnitude ofde;/dn)r, as

determined from figure 8, varies withitself, and the curve has an inverted sigmoid shape.

Its maximum value is-1.1 per Avogadro number of bonds formed. The rate of this decrease

is obtained by differentiating equation (11):

de, 9 N 9 9 dy 4w Nygu?
2= S o et amoct 3 N+ 2 ) + 2 S 12)

on = an TV gy Sho g, Natot on kgT

where y represents the entire term enclosed in the square brackets in equation (11). The
limiting high frequency of all orientation polarizations (i.e., including that of the faster
process after it has separated),, is also plotted against in figure 8. It too decreases
with increase im. From its maximum slope, we obtain thai,d/dn is equal to—0.2 per

mole of bonds formed. Since the volume decreases at most by 10-15%, theNgfaond

in equation (12) is expected to be about 0.11molecules per molar volume per Avogadro
number of bonds formed. It is not known whether the overall valugpbf the polymer

chain here is greater than the average weighted sum of the valyes aff the original
monomer molecules in the liquid, but in most cases/@ln decreases on polymerization.
The first two terms in the large brackets in equation (12) are negligibly small for the
magnitudes of, ande,, observed in figure 8, and the last term in these brackets is negative.
Hence, as ¥, /dn is positive, gig/dn is expected to be negative. So, eithgr/dn is also
negative, or it is positive with a magnitude such that the absolute value of the sum of
the (dN,/dn)guo and (dg/dn)N,g terms is less than that of th@wo/dn)2N,g term in
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equation (12). Resolution of these terms is possible by means of further experiments on the
dipole moment of the partially polymerized states of the initially monomeric liquid.

The decrease of, on increase inn (densification), as seen in figure 8, is also
remarkable, because it is expected to increase on densification as the optical refractive
index increases according to the Lorenz—Lorentz equation. This increase was expected only
when Ag,;;, the contribution to the polarization from the vibrational polarization, remained
constant, and Johari—Goldstein relaxations were absent at higher frequencies. It is generally
recognized that densification raises the frequency of the vibrational modes, andsjace
is directly proportional to the integrated absorptivity of that mode and the inverse square
of its frequency, it follows that the increase in the vibrational frequencies on densification
will lower Aeg,;;, provided that any increase in the absorptivity is small and that there is
no contribution from the Johari—Goldstein relaxation. A resolution of these contributions
requires a study in the future of the refractive index, far-ir spectra, and the GHz frequency
spectra during the course of polymerization.
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Figure 9. The characteristic and average relaxation times of the liquid in the various states of

its polymerization are plotted against (A) time, and (B) the number of covalent bonds formed.

Circles represent the values calculated from the data obtained with the frequency fixed at 1 kHz
using the earlier-described procedure of Johari [1].

4.3. The relaxation time and its distribution

As is done generally for determining the relaxation time and its distribution, we use the
normalized relaxation functionp = exp[—(¢’/10)?], as originally given by Debye for
B =1, or a single relaxation time. Herérefers to the period of observation for a dipolar
relaxation, ry is the characteristic relaxation time, agdis now known as the stretched
exponential parameter; its value, between 0 and 1, is a measure of the broadness of the
distribution of relaxation times. The mean relaxation timéds = (7o/8)I'(1/8), where
I refers to the gamma function. The permittivity and loss spectra obtained for different
values ofn shown in figure 4 were analysed in terms of this relaxation function, and the
values ofg andty were determined. The values pfand () calculated fromry are plotted
againstn in figures 8 and 9(A), respectively, and) is also plotted against logarithmic
in figure 9(B).

Over the range 3 x 10?° < n < 4.4 x 10%, B remains constant at.®0 4 0.01, as
is seen in figure 8. But for lower values af it is likely to be higher, and to have a
decreasing value [14]. Since, far= 0, there is only one relaxation process in the GHz
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frequency range, for whiclg is considerably more than 0.4 [22], and theelaxation has
not yet separated from the Johari—-Goldstein relaxation in the low-viscosity, liquid state,
it seems inappropriate to compare the valueg dor the GHz frequency relaxation with
that observed here. It is worth noting that the valuesobf 0.39 observed here is much
less than that for other polymers and glass-forming liquids, but is comparable to that for
polymers formed with diglycidyl ether of bisphenol-A (DGEBA) which is also used here,
irrespective of whether a linear chain structure or a network structure is formed. It appears
that a low value of8, or equivalently a broader distribution of relaxation times found
generally in the DGEBA-containing polymers, is a reflection of the large, repeat units in
the polymer’s structure. A survey of the earlier studies showed that when the repeat unit in
a polymer is relatively small, as for example it is in poly(vinyl chloride) and poly(methyl
methacrylates), the distribution is relatively smdllis higher than 0.5, and the dielectric
spectra are relatively narrow [40]. In contrast, for proteins and DNA, where the repeat units
are relatively large becomes much less, and the spectrum of relaxation times becomes
extremely broad [41-43].

We now consider the increase in the characteristic relaxation tieduring the
macromolecular growth as a result of polymerization. As is seen in figutg Bcreases
with increase inn as well as with increase in. But the manner in which it increases
with increase i differs from the manner in which it increases with increase.inThis
is obviously due to the fact that and¢ are not related linearly, as is evident from figure
2(B). Nevertheless, a remarkable difference between the shapes of the two plots in figure
9(A) and 9(B) is expected on the basis of two observations:

(i) n increases with according to a sigmoid-shaped curve, as seen in figure 2(B); and

(ii) sincet continues to increase naturally, even whemdz, have reached their limiting
values, measurements extended beyond the valuevbEn g has reached a limiting value
will yield a horizontal curve ofrg against: at long times. This will distort the plot ofy
againstr to produce a sigmoid shape, but not the plotghgainsta.

In our earlier studies [15, 31, 32], a relation betwegrand the extent of the reaction
« was found to describe the relaxation dynamics during polymerization:

70 = to(or = 0) exp[Sa?] (13)
or
7o = to(n = 0) exp[S(n/Na)"] (14)

where S is equal to the normalized value af at the polymerization temperature, i.e.,
S = In[tg(n = Na)/10(n = 0)], and p is an empirical parameter, characteristic of a
polymerization reaction. Althoughg-values forn < 2.3 x 10?7 are not available here,
equation (14) may still be fitted to thg-data. This yieldso(n = 0) = 6.7 n§ p = 3.57,
and S = 1698 x 10?°. The curve calculated from these parameters is shown in figure 9,
which confirms our earlier finding that a relationship betwegandn can be written in the
form of equations (13) and (14). The quantByis of course a material parameter, and is
temperature dependent. A comparison of thealues for various polymerization reactions
shows that its value is also a characteristic of the polymerizing material.

There is one more issue that deserves further examination. In their earlier studies,
Johari and co-workers [1, 6, 27] have determined the relaxation tigeby analysing
the permittivity and loss data that they had measured for a single fixed frequency, usually
1 kHz, during the course of isothermal polymerization. For convenience, they simplified
the normalized relaxation functio® = exp[—(t'/10)?], to ®(r) = exp[—(t'/1o(1))?“"], or
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equivalently,® (n) = exp[—(t/to(n))?™], where ® and g also vary withs andn. On the
assumption thab, ¢;, ande,, are much less sensitive toandn thantp, and to simplify

the calculations and reduce the number of experiments needed to detegnfioen the
dielectric spectra, they replacetls) or S(n) by a fixed,z- and n-independent, parameter

y, and called it the reaction parameter. Their procedure has been criticized recently [44],
and an objection raised to its use.

To examine the validity of the procedure of Johari and co-workers [1, 6, 27], and the
merits of the recent objection [44] to its use for obtainiggluring the growth of a macro-
molecule, we analysed our data by means of their procedure. For this purpose we used the
¢’- ande”-data only for one fixed frequency, 1 kHz. This analysis gave 0.35+ 0.01,
and a set ofrp-values for different:, which are shown by circles in figure 9. Evidently,
their procedure yields a value fgr equal to that ofg, as determined from the exact
procedure using the spectra here. It also gives the same valuesdbdifferentn, within
the experimental errors. We conclude that the criticism of the procedure of Johari and
co-workers, which uses measurements for a single, fixed frequency, remains unjustified, as
has been concluded by several other workers [13, 15, 16, 30] from experiments and from
calculations [45]. It must, however, be stressed again that a Fourier transform of the Debye
relaxation function into the approximate equation that Johari and co-workers used is not
possible. Although the two procedures yield the same distribution parameteg,amithin
experimental error, the two equations used in the procedure do not commute, as has been
pointed out before [1, 5, 18, 27].

4.4. Configurational entropy and polymerization

As polymerization occurs, the viscosity increases, the diffusion coefficient decreases, and
the configurational entropy of the system decreases. The absolute configurational entropy
is related to the relaxation time according to the Adam—Gibbs formalism [46]:

Awsk
() = 1(T — 0) exp( S kBT) (15)
where Ap is the potential energy hindering the cooperative rearrangement of the molecule
per repeat unit or monomey; is the critical entropyS...; is the configurational entropy,
andkg is the Boltzmann constant (T — oo) is the relaxation time whef' S.,,; = 0.

In their interpretation of various polymeric and nonpolymeric liquid relaxations, Adam and
Gibbs noted thatAp s’ is a constant for a material. We assume therefore tats}
remains constant as the size of the macromolecule grows on polymerization, artlat

is independent of. Thus equations (14) and (15) may be combined to obtain

. " t(n=0,7) n \?

wheretp(n = 0, T) is the value fom = 0 at the given temperaturg, and (T — oo, n)

is the value ag" — oo for a given value ofi. S and p are as defined earlier, and it is
assumed thah u s* does not change on polymerization. WHEris constant, the two terms
within the square brackets in equation (16) increase during the course of polymerization,
and whemn is constant these same two terms change implicitly with explicit changé in
Thus it seems possible to find conditions for which an increagedn polymerization can
bring the material’'s structural state to the same valugydb which a decrease i of

a different (chemical) structural state of the material with the same components will bring
it. Thus a decrease im at a certain temperature becomes equivalent to a decredsd’in
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in terms of the molecular kinetics, not of the structure. Superficially, this seems to have
a parallel in the effect of pressure, where the same valug @bn be achieved under a
variety of conditions ofl’ and pressure, but without a change in the chemical structure. It
also needs to be recalled that the achieving of the sgpvalue here involves the loss of
predominance of the van der Waals interaction to the directionally restricted interaction of
covalent bonds.

The conditions for whichrg can be brought to the same value by using different
procedures can be obtained by differentiating equation (14):

(dInto/dn); = SpNP~1 (17)

in which the change ing with n is irreversible, i.e.(dInty/dn)7 is always positive for
polymerization (it will become negative for polymer degradation), and

olnt 8Sconf 2¢2
=—Aus|T con kT . 18
(aT > MC[ ( oT >+S f}/B Seons -

By combining equations (17) and (18), we obtain the equivalence betwaed 7', as

on Auws* dScons 22 n \*1!
o\ _ Ause ||y Seon 7252 (L . 19
(aT)f Soks [{ (57) +s f}/{ conr\ W, (19)

According to equation (19), this equivalence itself depends updh, and S...r. Exp-
eriments alone can determine these conditions, since no independent manner of determining
Scony is currently available.

It is significant to note that when and T increase together, botti and ¢” at high
frequencies increase, as is seen in theand ¢”-spectra in figure 6. For example;
increases from 0.08 to 0.12 at a frequency of 0.45 MHz, wharcreases from 31 x 103
at 314.3 K to 555 x 107 at 341.5 K. A similar increase ia” occurs also at the low-
frequency end of the spectra, from which information on the change in the relaxation rates
can be deduced.

Since the spectra in figure 6 cover only the high-frequency side of the {4rgeak
of the slower dynamics relaxation process, for which the condition is dRaf > 1,
the increase ire” from 0.007 to 0.095 at the lowest frequency with increase iand T
is a consequence of th&'-peak of the slower relaxation process moving towards higher
frequencies. Hence we conclude that the dynamics of the slower process and that of the
new, faster relaxation process that has emerged tend to approach close to each other within
their characteristic relaxation time.

4.5. The evolution of a faster relaxation process

The presence of a minima #{ at frequencies below 10 kHz in the spectra in figures 5 and

6 shows clearly that a new high-frequency relaxation process with a peak in the MHz region
emerges, particularly as increases from 5 x 107 to 5.3 x 10 at 314.2 K in figure 5.

That such a high-frequency or faster relaxation process does exist has been established
indirectly from a variety of dielectric studies [1, 15, 30, 31] and directly from the MHz-to-
GHz frequency measurements [14], and from the kHz frequency measurements of its glassy,
partially polymerized state at low temperatures [47]. Although only the low-frequency side
of the peak of this faster relaxation is observed, it is evident that an increasddas not
provide evidence for the complete peak. This implies that the position of this relaxation
peak did not change with increasesn This is remarkable evidence for a process whose
dynamics is relatively insensitive to the increase in the macroscopic viscosity or decrease in
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the configurational entropy on polymerization. Such configurational-entropy-independent
relaxations have been attributed to localized rotational and/or translational diffusion of
molecules in the low-density and high-density defect sites in the nonhomogeneous structure
of an amorphous solid, for which mathematical treatments have been possible [48].

Earlier studies [14, 15, 22, 33] have shown that before polymerization begins at a
relatively high temperature, there is only one relaxation process wiibpeak appears
in the GHz frequency range: its height rapidly decreases to a vanishingly small value on
isothermal polymerization or with increasesnbut its characteristic time does not change
[14, 22]. When the same moleculér = 0) liquid state is cooled and vitrified, it shows
an ¢”-peak due to the fastest relaxation process at 143.5 K for a fixed frequency of 1 kHz,
and another in the liquid state at 243.2 K [17], above its glass transition temperature,
T,. The height of thes”-peak of the faster, low-temperature relaxation decreases and
becomes vanishingly small with increaserinbut its rate does not change. With increase
in n, a new relaxation peak appears in the 250 K region still in the vitrified state of the
partially polymerized liquid. The height of its”-peak increases with increase an and
the peak’s position in a temperature plane shifts marginally towards a higher temperature.
When measurements are made at a fixed temperature, such that the rates of the fastest
and the intermediate relaxations are close to each other, the contributidnftom the
fastest relaxation continues to decrease, while that from the intermediate relaxation process
increases only slowly until has reached a certain low value, as seen in figure 2 in reference
[17], with the net effect that” at frequencies approaching the peak frequency decreases
initially and thereafter increases. This is observed at frequencies above 10 kHzdf the
spectra in figures 5 and 6. Direct evidence for the ultimate increasepeak height comes
from the spectra forn = 6.02x 107 shown in figure 10 (to be discussed in the next section),
where thes”-peak height of 0.13 is considerably more than that of 0.08 fer5.25x 10
at 314.2 K, as seen in figure 5, or 0.07 for= 5.3 x 10?2 at 315.6 K, as seen in figure 6.
We conclude that the dynamics of the relaxation process whose peak is expected to appear
in the MHz frequency range at 314.2 K in figures 5 and 6 is a combination of the two—
the faster and the intermediate-rate—relaxation processesn F06.02 x 10?3, only the
intermediate-rate relaxation process remains, and its peak shifts to 10 kHz on decreasing
the temperature to 299.8 K, as seen in figure 10.

4.6. Dielectric changes on further polymerization

Generally speaking, polymerization processes do not reach completion under isothermal
conditions, or the limiting value of is not reached. The incompletely polymerized material
needs to be heated to a higher temperature and then kept at that temperature to achieve the
limiting value of n. Therefore, after the isothermal experiments at 314.2 K and heating to
341.5 K, the liquid was kept at 341.5 K for 5.3 h (19 ks), cooled to 314.2 K, and kept at
that temperature for 1.8 h (6.6 ks). It was then heated back to 341.5 K, and then kept at
341.5 K for 5.5 h (19.8 ks), cooled to 314.2 K, and then kept at 314.2 K for 2.6 h (9.3 ks).
Thereafter it was heated to 394 K, kept at 394 K for 3.5 h (12.7 ks), cooled to 296 K, kept
at 296 K for 3.4 h (12.1 ks), and heated back to 394 K, and finally cooled to 296 K, after
thermal cycling between 296 K and 394 K. In all of the segments of this thermal treatment,
the heating and cooling rates were 10 K'h The ¢’- and ¢”-spectra of the polymerized
final state thus obtained were then measured at different temperatures, and these spectra are
shown in figure 10.

A remarkable aspect of these spectra is the development of new relaxation features with
increase im. For the spectrum at 299.6 K in figure 10, there is only one relaxation peak,
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Figure 10. The permittivity and loss spectra of the completely polymerized form of the initially
molecular mixture. The thermal treatment of the sample by means of which this state was
achieved is described in the text, and in figure 1(A).

of heighte” = 0.13, at frequency 0.1 MHz. This is the typical Johari—Goldstein relaxation
process (we use this term here to maintain a distinction between this process and The sub-
relaxation process of the mode-coupling theory, as suggested and utilized in several review
papers [49-52]), which shifts towards a higher frequency on heating the polymer, and a
new, slowergp-relaxation process becomes evident at a lower frequency. Its peak also shifts
towards a higher frequency on heating to 394 K. (Note that the two data sets at 393.7 K and
394.0 K, shown in figure 10, indicate the reproducibility of the data, and the sensitivity of
the SITA assembly.) The low-temperature plateau valug,adr ¢, for the Johari—Goldstein
relaxation, is 3.66 at 299.6 K, and its spectra are too broad to allow determination of the
corresponding .., whose value should be 2.6 or less, i.e., equal to the square of the infrared
refractive index.e, for this process increases from 3.66 at 299.6 K to 4.5 at 351.0 K, and
seems to increase further with increase in the temperature, as shown bysihectra at
subsequently higher temperatures, where an approach towards a plateau-like vajus for
interrupted by the contribution tg from thea-relaxation process whose peak is moved out

of the spectral window.

This indicates that the strength of the Johari—Goldstein relaxation process increases
on heating and that of the-relaxation process decreases until the magnitude of the latter
becomes vanishingly small. At that temperature the two become just one relaxation process,
and at higher temperatures the dynamics is that of the Johari-Goldstein relaxation process.
A variety of earlier studies [52-54] have also shown that at high temperatures there is only
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Figure 11. The equilibrium permittivity ang for the completely polymerized state are plotted
against the reciprocal temperature in the top half, and the average dielectric relaxation time of
this state(n = 6.02 x 10?3 is plotted against the reciprocal temperature in the bottom half. For
comparison, the data for certain valuesiaieasured at 314.2 K here, and for the same values
of n but measured at 299.8 K (unpublished study) are included. The numbers next to the data
points are the values af/10?3. Vertical arrows indicate the direction of change in the property
with increase im. Horizontal arrows point towards the labelling on the axis that relates to that

property.

one relaxation process in liquids.

The¢’- ande”-spectra of figure 10 were analysed to obtain the values, @, andzg at
different temperatures in the same manner as in section 4.3. These values are plotted against
the reciprocal temperature in figure 11. Also plotted are the corresponding valagssof
andry for values ofr < 6.02x 1073, as obtained from this study and at 299.8 K from another
of our studies. It is remarkable that the valuegobf 0.39 is about the samg = 0.38)
as for the partially polymerized samples, as given in table 1. This shows thawdfites
reached a value of.24 x 10?3, a further increase in does not change the distribution of
relaxation times. The distribution of the molecular environment, which seems to determine
the value ofg, remains effectively unchanged when the number of covalent bonds increases
by as much as by a factor of 3. The characteristic relaxation time decreases with increase
in the temperature in the manner described by the Vogel-Fulcher—Tammann equation, as is
seen in figure 11. Because of the limited number of data available now, the parameters of
this equation cannot be unambiguously determined.
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5. Conclusion

When considered in terms of the number of covalent bonds in the structure of the
macromolecules formed by polymerization of a liquid, the decrease in the configurational
entropy, or equivalently the number of configurations accessible to the molecules, slows the
dynamics of molecular diffusion, both translational and rotational, differently at different
temperatures. An increase in temperature can restore the rate of this dynamics, but only
when the structure is different, as characterized by the number of covalent bonds in it. The
equilibrium behaviour, as indicated by the changes in the dipolar orientational correlation,
and in the phonon frequencies, cannot be restored in the same manner.

The dc conductivity, which is initially determined by the viscosity of the polymerizing
liquid, is ultimately controlled by the decrease in the population of ions, on decrease in
the equilibrium permittivity. A new faster relaxation process, which is a reflection of the
development of localized modes of motions in the otherwise rigid structure, evolves as
polymerization continues. The dynamics of this relaxation does not change with further
polymerization, but its strength increases towards a limiting value, and its distribution of
relaxation times seems to remain constant.
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