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Ii' tlle cxperinental data S2.t:'s.f'-j e~ati~ (X), thi~ 'L1dicates' th~ -, - ~ 
use.4'ulnef.s of the abo;.-e s:U:;p1i.fiod sc.lte:r.c: £or the cechan:islll of pol3me.n.sation. 
In cal.cu1atian~ according to 1:his scr.e:ne the c:!'!'cct o~ the ".a.lls :lOd ot 
iq;t:..."'"i ties in the reactiO:l rni>.~e, end ilio of ether f£.ctors (c. g. the change 
L"1 the viscosity of t.':e m~UI:l at high rressurcs),. is elininated by redu~ 
the value of the vcloci't'J a't a i;ive:n prcsS".u-e to that -,,,hieh it would h:l.\"'e 
dur:i...ng the :formation of a polj-me.r of cor.stant molccu1Br r.eight at atmospheric 
p;"\;s S".ll"e. 

Equ_tion (X) '\7~ tcst;:i en ;~ctic data _: or the thcr.::.al pol,yI:lcri-3ation 
ci' ~tyre!:~ un~cr p:..-essure 44, 3I1ci. on liil ... ;;oz::-:.tric data for the decrease ~ 45) 
\"ol'...l..':i:! or;curn.llg during tile poly::nerizatic:l of styrc:J.e nt · various pressures • 
T'LC' re:::ults of the c':u'culution.:; ~e shCVffi 1."1 T2.ble 4. 
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joe chr..."1l:c/r.r. ~ p I 3!:>:pcriccl'ltaL Calculated --. -:-~:--t-. -- ------1--

3.4C? : 4-4D I 1 1 
5.CX:- .; 6.69 1.0 1.93 

15.09 7.10 2.93 3.25, 
34.3 8.23 I 5.42 5.22 J 
50.0 9.16 7.13 8.16 . 

As ~7e ca."l see :f'roD. ':' -..:.1: le ~ thc cal.cul.zl.ted encl. exper:i.mcntal v-...lues ~ 
(k'] agree 'adecr.l~tc1y ::..t pressure:: of 20':l0, 30c0 ~"1d 4JXXj atr.:.; only a.t :l. 

prlssure o!' 1000 abn. is a sienii'ic:mt divergence f'ound. The ossumpUons on 
-::~.i.9l: th~ eal=-.l1.4...":. :_:lI! i.:; t-:l3eC1 ":.h::oc::?c!"e :!?PC~ ';0 be ~-1.id. 

d) Iso1:c-oic Ion-Ex::h::uu::e RC::lctions 

. ! 

Tne investi6:ltiol'l OI~ ~hc eN'ect of pressure on the ratE: of isotopie t 
C:'Cch~"l6(; re::lctions is ci' ~"ltcres":.· , s:.nce th~c; reactions o.re <'astinguishcd by l 
~lcte eC!~ ty ef t.'h.~ .::~kr -;-;;l:mcs x -,li thc coI!1p:-cssibili tit>S m" the 
r~ct.:..l:ts ::..nC. th.:: pro.:uc'ts. ;:ec.cc, pr.:sst:re ~ here no c;f'i'(}Ct on the 
checi c:l1. e:quil.i.br:ium-

. T'nc exC::::"'''1ge ::-c,-.ctien bc:tr.ce:!: ~l h::li.des :::nd clkali =tal. h:l.ll.des ~ 
a.1coholic solution is .= ien-=lecule :cxtion, 'loS shor;;-n by recent work: 46) 

~ (' ED.- + lUb1" mb:L + &1,-. 

- In this c::..ae it is t:l be expected th~t incre~ed presst1Z'e v.i.ll .Epeed q> 
the re~an; si..'"lCe b ehemic:l1. ::-cactians be't'i1cen tro or more tlOlecul.es the 
':o:z:=tion of = ~tC1"Ir£d:i:lte coqxrund is usuJl,y associded nth Em increase 
in ... -o~ (see 3). .. 

Expc::ril:lent coni'irms this l:tYpothesis. .A study 47) h.:l.e been made ~ the 
effect or pressure on the ~tes or the. isotopic exchange ree.ctions bet7eea 
propyl iodide :!Ild xu·, ions, =.d bc'tt.ec.:n propyl. branide ond B:r82 1ona. It 
ores sha;m thnt tbcse reacticns ~c accel~ted by pressure like "norml.
bimolecuJ.ar reactions; ti::us, £or e:r.=ple, the velocity ecnst.:mt o~ the t01:fllE!r 
're:lction incre~es IXlI'e t.~ 2i tiJ::lcs ~ the pressure is i.n~ed 1'rom 1 to 
2¥X> ~tt:.. Results of hiif presS'.lre invcstig .. tions o~. reactions h::I.ve theretore 
so £:u: con:f'i.rmed f&Cts obtoir.ed -.d. th the ni.d or ·other methodS. 
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