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The radicn1s produced by ~eacti.cn (2) may in' turn react with nolecu1es . 
of the 'original hydroearl>an. thcreby continuing the chain reactiCllJ' 

. '-' , ... . k, 
R.1 + floR --+~o + R1P. 

(see the right-hand part cr e~tiClll 1) •. 

Finally. the C:'lain I:l.".lJ- be term::..nnted, either on the wall of the reactiOn 
vessel (y~)]!. or by rcactj on (recc:"..bhatian 'or dispropcrlionntion) of the 
radiCllls Ra (kS), Be end R1. (~) end R, (1"7). . 

·\'ihcre round brackets c.cnote concentr:J.tions • 

Anclysis of equation(:::V) for vr.riocs c:::ses of sdective rcaction~
brecking le~ to the fcllowing results: 

c.) lThC!1 re .. etion cJ~ :1c!";:;:U.1y tc:rmino.te on thc ''I'lclls, the velocity or tho 
rcaetiC:1 (in the units. ir.d.ico.:r;ec.) do(;s 11C't depend on the pressure (if \'10 do not 

out to.ke into :lccO'..mt tbe ei'i'ect or l'rcs::;urc on the ,,~ue of the rato constant). 
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Consideration of the ch:mge in t1::.e veloc..:'.ty cor-stant le~ to the conclusion 
that the reaction i~ l !cglisibJ,y retarded by on increase; in the prcssure. 

b) Vlhe:n reaction c..~r:.ins mai...'l1y end on r:ll:lieoJ.s of thc originnl lvdrocnrl>an, 

the =tiah is rotorded ,.. ;:::~j::"(RoH)-i . (V) 

o ; 

c) \'1hen :!'CD.ction chains mdnJ,y tc::nninc.te on short ro.d.ico.1s, tho reaction is 
nccolcrD.tod by pr~ssuro: 

. ~ 1 

(R:H) =V ~~(RoH) r • . (VI) 

a) \7hcn rC:lction chn:ins mci.n..\y :finish by rcc.ction of Ro ~7ith Ri tr'(" r~·.~,- cf 
r...:.ction is iL:iepcnd..:nt o£ prcs5U!""-

Tho results given hero lc::u! to the conclusion thD..t nt .l.aa preSSU1"CS the 
brcclc:ing of reaction c.~'J in the thcr=.l crueking tnkes pbcc ~ by 
rc:1ctian of "snart" ro..dic:.:U:i (R1). ;·Ir.ilc. c.t high pressures it is m.::dnl;y due to 
rco.ctions of "long" raUic:ll.s (Ra). This =sumption is canf'irmod by inspcotiCD 

,: of the ratio of the probabilities (0) of these tiro. \'103'8 of ~ 

r, (»0) _ 

b CR ) -
1 

(VII) 

It follCT.7s :from cqu:ltion (VII) thz:.t thc r:ltio of tho prob3billtica d 
chci.ns terminating on Ro mlC. 6 It, is proportioncl. to. the aquo.rc of the Con.cen
trc.tion o~ the origincl lvdroco.rl>on, :i.e. it incrc~es vciy ro.pidl,y with 1m . ' . 

. incrc:lSC in pI"QSsure, -:7hich i..J D. qucl:itD.tivc: confirmation of the t-ypotbcsia given 
ru:ovc. An :::.ppro..-d.r.::ltc quontit:l.tivc tJ.'Cntm.:::it of this ' qucsti~25) cao led' to .' 
the conclusion tP_"l.t 1m incr~o· in prcs:rurc, s~ i'rCl!!l 5 to 500 c.tm., . con cause. 
th.::· indi~~.:tcd chwl~~ 11- ~e ~~-~c~ prO~s.~ · . 
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