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Sarno results of inve3tigc.tion3 cf the effoot of prcs:r otono ore glVOD 

nddition at ~l halides to tcrtic.ry c.m1n(.lS and pyridino ~c . 
in Ttlblo 2 12 • _ . • . '. .. .-

Ttlblo .2 
. Sf 

R~tian :Volocity in :leotonc. Cot high pressures 

Tc.mp:::r- Pressure kjko olo 
Re::.ction o.turo P (kg! c,m2) 

(OC) 

I 16.4- 1.87x107 
(CH3)j1 + l-Ci¥- 60 3000 . 

I 

3. 76X107 I (C-Jis)jl + i-CN 60 3000 16.0 

C5HSi + CHl 60 3000 6.78 1.9fr3!107 I 
CSH? + C2H;I 4D . 2980 6.8!> 2. 13x1 07 

-

5000 14-.7 

8500 48.0 

C5
H5N + n-C4-~ 60 . 3000 0.14- 1.33x107 

CS
H5N + n-C4~I 60 3000 6.16 2.6GX108 

C5~N + l-C3¥ 60 3000 9.60 7. 91 x10
8 

C6~l'l(CIj)2 + i~N- 60 3000 25.5 

5000 80 

8500 200 

12000 493 

From the dab of T:lble 2 it y.. be seen th:l.t the investigated reactions . 
nrc "sl0\7" (exponential. tcnn ~ -10 -1dl) :md strang~ c.ccclero.tcd by pressure. . 
In one of the pc.pcrs quotod12), dc.t:l :lI'O given for tho voJ.uo of 4V (1.0. tho 
volume ch:lIlge) for the rco.ctian of pyridine 'i7i th otl\Yl iodide in ncctono. 
Comparison of the vo.l.ues c-f tN given hero with vo.l.ues of 6V~ ca1.cu1atod f'rcm 
experimental date. by use of cquation(III) showed tho.t o.t 3000 and 1 atm.. AV-
(-20.0 cm3/1OO1e) wo.s 2.7 times less thnn AV (-54-3 cm3/lOOle). This t'act. it 
would secmJ' beers wi mess to tho vo.l.ue of the lvPothesia thc.t the solvent ~ 
pnrt in the activntcd c:allpl.ex. However, it wns subecqumtly c11acoverod 37) 
that tho indice.tcd difi\:rence between tho vD1.ucs or AV:I= end ~V is caused by 
the solvo.tion of the JlrOduct (1i-ctqylpyrldine lOOHe) by. acetone, which lcllda to 
the lnrge n(;go.tive value of AV. Now 11" ... e compare the ~uc. at' IlV* with tho 
ch:mgo in volume during the recetion, co.1.C'.ll.:1.tod from the 1OO1.c.r ~lwnea at' the· 
origino.1. p.u-e liquid components cnd of the r~ction product (sce 37). we 1'1nd 
n ver,y close -ogree:n<mt ~ -20.0 cnd -20.S an3/III01.c rcspoctivel,y at JOOC nnd 1 atm.) 
It hns nlso been sh0lnl3 ) that solvntion by acetone does not have Co noticeable 
effect en the vnlue at' Av:F. This is seen :fran the dntn cited below on tho 
chtlnge of the rate at' the invcstigo.tcd rcactien with ineroasirlg presauro 111 
di:f't'orent solvent. 
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• leo and 1>0 ero the vcloc?ity .constcnt cnd the pro-cx:pcmcntlril. tc:nn. Of' tho . '. ' 

An-beniua cquciticn ··o.t .a"bDos!'hcric prcas~.; .kp is the veloc1t,. c6n8tcnt at 
. preasuro; Po. ' . . . ., ... . . .. 

: . 
.... . . .' ..., . ~. .. ~ . . : . . ... , ,.... : ' 

, . 
, ~ .". :.. ...... . . ~" . . ' . 

: '1 ':':, • 
.. ' ,- , ' . . " 

',/ '.': .. : " , 

/ 

. . . . ~ ........... - - ... .........'-'-,-" 


