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SUMMARY.

merization rate increases with Pressure, especially concerning the reaction of maleje an-
hydride i, a polymer chajn Possessing a maleje anhydride unj; Preceding the active
Styrene chain end.

ZUSAMMENFASSUNG:
Die radikalische Copolymerisation von Styrol mijt Maleinséureanhydrid wurde in Ace-
ton als Lésungsmitte] bei 40°C unter Driicken bis 4y 4000 kg/cm?2 untersucht, Der Effekt

several groups of workers in recent years and the great majority of works
on high pressure copolymerization have dealt wigh, the effect of the pres-

by its termina] monomer unjt,
However it js necessary to consider that the reactivity of 4 growing
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the present investigation since

(M) was studied under high pressure in
ation system indi-

Bags D had recognized the fact that this copolymeriz

cate the existence of penultimate effect.

Experimental
109}, sodium hydroxide

std. under

josulfate solution,
chloride the liquid was di

Styrene Was washed with 109, sodium thi

solution and water: After drying over
oform solution and

reduced pressure (bpso 54°C).
Maleic anhydride was recrystallized twice from chlor

pressure (bp 56-57°C)-

Acetone was treated with potassium dichromate

Methanol was distd. by the usual method.
shly purified monomer mixture containing a giver
solvent was filled into & glass sliding tube and then the tube was P
40°C and pressurized. The pressure of the re
sure gauge directly connected to
duced and product removed.

jtated into & large am

The copolymer mixture thus
4 reduced pressure:
analysis. The IR

as a precipitant, dried completely at room temp. an
The compositions of the copolymers were calculated from the CH
d at room temp- using uniform membrane of obtained copolymer.

spectra were measure

dried at reduced

for several hrs and distd. (bp 56—57°C)-

amount of acetone as
ut in an autoclave at
sured by strain pres-

i the pressure Was re-

obtained was precip ount of methanol

Results and Discussion

1. Analysis of kinetic data
there are four possible ways in which

In the copolymerization process,
a monomer can add:
e ME R Mg en—Mg kgg
oMy + My — Mgy kem

ron— Mgy + S
A T
and ~~—M§ represents chains ending in the Ms and My
espectively, and where the parameters, = kgs/ksm and

e defined as monomer reactivity ratios:
the foregoing

{tion equation which derives from
cannot satisfactorily represent

with styrene an
Barsl mentione
sted the

where ~~—Mg
monomer umit T
Ty = Jeyou [Knms ar
A copolymer compos
four propagating step in copolymerization
the experimental results in case of copolymerization
maleic anhydride syster: In view of the above fact,
f molecular models on copolymerization sugge

that a study ©
penultimate monomer umit might also be importance-
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