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If the cxperimental data satisfy equation (X) ’

shis iadicates the
usefulness of the above girplified schemc for the mechanisnm of po
alls and of

In calculations according to this scheue, the cffect of the W

irpuritics in the reaction mixture, end also of other fectors (cege
in the viscosity of the medium at high pressures),. i
tre value cf the velocity at a given pressure to that =
during tne formation of a polymer of cornstant molcculser we

ic data ‘or the thermal po]ymcrisation
ic data for tne decrease in 1+5)
at variocus pressures .

Eou.tion (X) was tested cn idnet
of styrenc under pressure L4) and on éilatometr
volume occurring during the polymerisatica of styrcne
The recults of the calculations aze shown in Tzble Le

Teble 4

(k1) =K 3 K

P o(p) °(1 atm)

| P =Y i 5 el

| (atm. )5 chenge/nr. P 10 ” & crimentals Calculated

e e

fid 3640 § L 4O 1 1

L 5.06 | 689 _ 140 1.93
zm 1 50 09 ol 7- 10 2. 93 3. 25

| 4000 50.0 i 9.18 7213 8.16

he celeulated and experimental vclues of
[k']) agrec adequatcly -t pressures of 2000, 3000 ond 4000 atm; only at a
rEzsure of 1000 atme is 2 simificant divergence found. The ossumptions on

P
whick the calzalction iz based she=gZcra zppecr O be v=1ids

As e can see from Totie 4, t

a) Isotcpic Ion-Exchanse Reactions

The investigation of the effect of pressure on the rate of isotcpic
czchengc reactions is of intcrest, since thesc reactions ore Gistinguished by
ccrpicte couality of 4he molor wolumes ané the corpressibilitics of the
recctarnts mné the products.  Fence, prcssure hos here no effect on the
cherdcal egquilibrium- : : O
The exchonge re.ction betncen olkyl holides ond 2lkali mctal halides jn
jon-zolccule reaction, 2s shovn by rccent woris L6

alcoholic soluticn is e
2 =
29" + REal~ REal + Hal .

_In this ccse it is t2 be expected that increased pressure will speed up
the reacticm, since in chemical Teactions between +=0 or more molecules the

“ormation oif an %t)xtcrmziiate compound is usuclly associcted with an increase

in velume (see 3))-
' < ont confirms this hypothesise

effect of pressure gn the rctes of
1 sodide and I13! ioms, =xd beiwecn propyl bramide

24,00 otme  Results of nigh rrese ,
'ththonidcd_.'otha:mcthods_. e .

bimoleculer reactions; for c _
reaction increcses more than 2z tames as the pressure is increased from 1 to
+ cure investigutions of reactions have theref!

so far confirmed focts obteired wi
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