Considering that the reactivity of a growing chain in copolymerization
might be influenced by the nature of the penultimate unit, eight possible
Propagation steps are recognized,
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where X = [Ms]/[My]
T, = ksss/kssyy, T = kuss/kysy
Yy = kavon/kyrgs, t, = ksy/ksys

Eq. (1) was simplified as follows because the reactivity of anhydride
radical to maleic anhydride is zero, kypyg — ksyp = 0.

W= = w4 )/ + r'x) )

Fig. 1 shows the copolymer composition calculate from Eq. (2) at
various Pressures and the solid curyes based on the 1y, T2 values listed
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Fig. 1. Copolymer composition

curves calculated from penul-

timate model, I kg/em2,

—0— 2000 kg/em?; o _ 4000
kg/em?
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Table 1. The monomer reacti

Pressure (kg/cm?)
1 0.065 2.8
2000 0.055 25
4000 0.042 1.7
on the rate of chemical reactions can be related
ition state with VAN'T

The effect of pressure

to the volume change from reactants to the transt

HorF’s equation.
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s at P kg/em? and atmosphere,

where (K)p and (k) are the rate constant

respectively-
), the

[kusm into Eq. (4

By substituting 1 = ksss/kssm and 1 = kuss
following equations are obtained.
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ect an difference of the activa-
ation reactions. As shown Fig. 2, a plot
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Jinear, A\{M.SS — AYMSM. was calcu-
{ the reactivity ratios with pressure

According to Eq: (5) and (6) we can exp

tion volume on the copolymeriz
of log 1 oF 1) against pressure were
lated 2.6 cm3/mole. The constancy ©0

leads to AV;SS = AV;Sm.
Since the activation volume of the p

AV}, has beent known to be _11.5 cm3/mole
and NorrisE?.

reactions of styrene

ropagation
data of N1cHOLSON

from the

AViss = AVuss = _11.5 cm3/mole

AVisy — AViss — 9.6 — —14.1 cm®[mole
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