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In p:!r~.:l.lcl rcn.ctions the (;o·u.il.ibril:I4 is of ~c displaced ' towarCl.s tho 
products whose ton:l8.tion i3 con.pieted wit..'I} .the greatellt decreASe at volume. 

The effect of prcssU.!"e on chcmicf.l. equilibrium rq lead to a substantial 
chnnre iT' ~ht. cO!"ll'O'!i tion of thp. products; i. e. ~'>1 the !".ourse ~ the reaction. 
We will give same ex:unples. In nnl.tist:lf:c poJ;ymerisation, high f"0ssure shi1"ta 
the eq.lilll;ri"..U:l t077~ pro::1ucts ;;i th .:. h:.c;her IJolecul.t:r weight 4-. The 

. :(."Vcr.:ib~e po~r:mC!"isa~ion ':If cut:{r:ll(ic.."lJrde !IDd isobutyrn1d~~e under pressure 
loS de!: C!"lobcd l.!i the l.::.tCl:'atu::-e. 5), 6) The polyr.JCrS, obt:unoo at pressures at 
up to 12,000 .:.tn., ::lO'.'!l,y de!,')lyl:::.<.:riscd at ::l.Unospheric pressure to giv~ the 
originc.l o..ldehydc.;. It n.PPC:lTS th:l.~ in this c ... sc "po~.::rioation and dcpo]ymerisa.­
tion n.rc ~v :l.Sooci.:.tcd "ith tho ~~cct of high pressures o~ the chemical 
equilibrium. 

It .b i't:.rther kno;m t~t r.~y mot.~ C!lrl>onyls .::ro stn.ble at their tonnation 
ter;peroturo on1,:" 'l:Ilder CO:::la::. .odor.:; c:t hibh p:-cssure (e. g. Co(CO)4). Anoth~ 
exomplc is ·tho act:"':ln 0: r..::;.rcon =noxidc c:n cob::l.l.i; iodide at room tCLlpcra-t"..trC 

. under prc3surc to give tho t.llWt:..blc cODlpOl':!ld CoI2.CO, Tlhich doCODJPoscs at 
n~sphcric pressurc.7) 

Because :llgh pressuru [U:'.rD.l'ltccs the stability OJ." :::. series or lmStnble 
cempounds, it h= Do m:>.rkccl Cfl~c.:Ct OIl the c~urse oz" certain c::.to..lytic rcactions. 
For cX::l.qllc, iT. t~c Oxo synthczis (the synthesis of ~eohols .f'ram olcfincs, 
~Urogen n.nd carbon monoxide ove:- ~ cobc1t-containing cnt~yst), the catnlyst is 
prob:ibly not thc eobo..lt itself, but n. c~bol'1\Yl or hydroc.:.rboWl or cobcl.t, which 
is only stn.ble at high prcssure. It is very ~~o.ctcristic th~t at atmospheric 
prcssure thc hydrocondensation oi' olcfines \lith carbon monoxide and)lw~gcn 
produccs not oxy&en-contn..ining compounds, but nci.nly l\Ydrocnrbon.s. 8 ,9) A 
similar prescure-depcnde:nee of the ccmposition of the products is :round in 
syntheses starting from cnrbon monoxide end irater. 10) 

Jf..::n,y othcr CYo.:l:r.plcs of thc eN'ect of high prczsurc on the cwrse of 
re.:.etions by shifting the position of equilibrium could be given.. 

':ie .lill noo ex~o the question 0:1' the W'luence ot high pressure 0I'l tho 
veloci ty of d1CJ'.D.Col. re::.ctions. It h:::s 6..lrcncJ;y been mentioned obovc th::.t in a 
nti.xture of ide:ll gn.ses the ccmccntrn.tions of the components ore proportion:ll. to 
the pressurc; this ~o detcr:nincs the pressurc-depcndencc of the velocity ' at 
E:l.Scou::! rO::l.ction:l uhcn the pressurc is s=ll. D.l'ld the tCIllPCI:'.:.ture is suf"i'icientl,y 
high. In such c.:.ses the ..... cIoci ty constn.nt i tsclf' docs not depend on the 
pres S1.lZ"ei. 

In rc::-.l G".'!"""'s ~~tC'!IlS fre dj::-:---i.om; or the molecu1cs ~ot bo 
neglected in comp~ison \lith the lengths of their mccn troc paths. An npprox­
:iz::.te treatment of this cc.sc on the lines of the thc-ary of active collisions 
for second order reactions lends to thu conclusio~ that the velocity canstnnt . 
increnscs \lith the pressure. 

It ID.ll bo rcmCI:ibcrcd th:::.t acc0r0.in3 to the theory or activo col.l.is1aM 
the llUIliber of Wo-ca:nponcnt collisions l.co.ding to rcaction is equal. to z· o-~. 
Hero . 0 

• z =:n ~ (r + r )2/&:HX(1Lj + )(2) (X) 
o 1 2 1 2 o' 1lJ)(2 • 

uhc:rc n., :mel ~ erc thc numbers c£ molecules ~ g--...scs 1 end' 2 in 1 cc; r and r . 
nrc t..~c or:l.di:i of these molccul.cs; 141 end ].!2 :lTC their mo1ecu1.:zr ";7cighta; 1 im4 2 
E i.s the ClCl:'gy of :l.ctivation. When n1 = n2 = 1, the 'DWribcr of active -, 
collisi01lS is the velocity const::nt for the ~mi, k. . 

. Whpn the pressure is inc:rcn.sci" cpp:L'cpri.atc corrcction."$ mat be ·introducoa: 
into cquatioQ (1) • . T:nls, tor c::<:l-"'l'lc, according to the von dcr Wc.cl.s carroct10J1_ 
the llLUliber or bin:::rj ~lli.sions in ~c xrod.er-tcly . ~ssed gc:s, ~ iJs givea . 
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