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TTAPAMETPBI AJIb®PEA-TIPAVICA KAK KPUTEPUM PEAKITUOHHOM
CIIOCOBHOCTH a,B-HEHACHIIIIEHHBIX COEAVUHEHUWM B PEAKIIMU CO
BTOPUYHBIMU AMUHAMU

Brepeste Anmbdpeiiom u Ilpaiicom [1] mnpexnoxeHO sMIHpUYECKOe
ypaBHeHMe JJII BBIDOKEHHSA PeaKIMOHHOH CIIOCOOHOCTH (CPaBHHUTEIBHBIX
aKTUBHOCTe}) BUHUIOBBIX MOHOMEPOB IIPU UX PaJUKAIBHON COIOJIMMEpPU3AINY
(r1 u r2):

k12 = P1Qeexp(-eie2), (1)

rie ki2 — 3TO KOHCTaHTa 3/IeMeHTapHON peakInu CoefWHeHMs pasukana M c
moHoMepoMm M2. OTkyza morygaercs, 4To:

r1 = ki1/ki2 = Q1/Q2 exp [-ei(ei-e2)]
2 = k2o/k2,1 = Q2/Qu exp [-e2(e2-e1)] 2)

IIpunaro Q u e wHasbBaTh mnapamerpamu Ansdppes u Ilpafica. Onu
BBIYMCIIAIOTCS M3 ONBITHBIX JAHHBIX C y4eToM (2) M YCIOBHO IpHUHUMAS [
crupona Q=1ne=-0.8.

[Tapamerp Q BKTIOUaeT B cebe pe30HAHCHBIE U CTepuueckue 3(QeKTsI,
IIapaMeTp € CBsI3aH C MOIIpHOCTHI0 MoHOMepa [1]. Teopernueckoe paccmoTpenue
3HaveHUN @ ¥ e IOKa3pIBaeT, YTO 4eM Oosbire (Q M MEHbIIE €, TeM aKTHUBHEE
MOHOMep II0 OTHOLIEHHIO K pafuKaaaM. DTU IlapaMeTphl He HCIIOJb30BAHbI [
BBIPOKEHUS PeaKIMOHHOM CIIOCOGHOCTH TeX K€ BHHMJIOBBIX MOHOMEPOB B MX
peaKIuax ¢ HyKiIeohHIaMHu, MPOTEKAIOUINX 10 HEepPafUKaIbHOMY MeEXaHHU3MY.
BBuzy TOTO, YTO peaxiiusa BUHWIOBBIY MOHOMEP-BTOPUYHBIH aMHUH IIPOTEKaeT 1o
HEpaAUKaIbHOMY MeXaHU3My [3], MOXXHO GBLIO IOJIaraTh, YTO YeM MeHbine Q u
Gonbure e (T.e. uem Ooiblne oTHoueHHEe e/(Q), TeM aKTUBHee MOHOMED IIO
OTHOIIIEHHIO KO BTOPUYHBIM aMHUHAM:

CH2 =CH —X + RoNH ( [RaN*H -~CH2 ~C-H -X] ( R2N ~CH2 ~-CH2—-X 3)

Kak BBITEeKaeT M3 MexaHW3Ma B3aUMOJEHUCTBUA MOHOMEp-BTOPUYHBIH aMUH,
aKTUBHOCTH MOHOMeEpa 3aBHCHUT OT CyMMapHOro 3apsaza [-yriepozma (qsc) B
MOJeKylne MoHOMepa (uem OGoiblie qpc, TeM akTuBHee MoHOMep). C
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WCIOJIb30BAaHHEM IIaKera pacueTHbIx nporpaMM HyperChem mo xBaHTOBO-
XMMHYeCKOMY IONysMIrpudeckoMy Merony PM-3 Hamu mpoBezeHBI KBaHTOBO-
XUMUYeCKHe pacueTsl MoOJeKyn akpwionutpuna (AH), axpmwrammzaa (AA),
metakpuiamuga (MAA), metakpunara (MA), Bununanerata (BA), Qu e KoTopsix
msBecTHsl [2]. Mcmoms3ys Tarkoke 3HaueHMsa qpc, Q u e crupoma u N-
BUHWINPOU3BOAHBIX AudeHWIaMUHA, (GeHOTHAsHHA, IHpPpOJaa, HHAOAA U
kap0ba3oJia, IpUBEJeHHBIX B pabore [4], MBI MOJYYMIN XOPOLIYIO KOPPEJLALHIO
MeX/y qpC ¥ COOTHOIIeHeM &/Q

gsc = (0,0130+0,0093) + (0,0369+0,0033)e/@, r=0,96821, N=10 (4)

ITpu comocraBneHNN PeaKLMOHHOCIOCOGHOCTH MOHOMEPOB B PEAKIHIX CO
BTOPDUYHBIME aMUHAMM HaMHU HalfieHo, 4to, korga e/Q >0 (manpumep AH, MA,
MAA, AA u 1.1.), peakius mporekaeT 6e3 xatanusatopa; ecnu &/Q <0 (Hanpumep
Cr e/Q=-0,8), peakius IpoTeKaeT TOIHKO B IPUCYTCTBUM KaTaJIM3aTOPOB; KOTJaA
e/Q <<0 (manpumep BuHMIaleTaT, e/Q=-7,86), MeXaHU3M peaKIHUH CO
BTOPUYHBIMH aMHUHAMU KOPEHHBIM O0pa3oM OT/IM4YaeTcs OT MexaHusMma (3). B
crydae BuHuanerara, B koropom X=OCOCH3, peakiOHHBIM 1[€HTPOM SABJISETCS
ue B-C, a xkapboHuabHasA rpymnmna [5].

Takum ob6pasom, nmapamerpst Anbdpes u [Ipaiica Qu e, KOTOpbIe OTPAKAIOT
CPaBHUTENBHYIO BeJIHYUHY OJIEKTPOHHON IIJIOTHOCTM aTOMOB B MOJIEKYJIe
MOHOMEpPOB BOOOILle M B YACTHOCTH Yy [-YIJIepOZHOTO aToMa, MOTYT OBITH
KPUTEPUAMHU, CBA3aHHBIMH C MEXaHM3MOM peakIMM U PeaKI[MOHHOMH
CIIOCOOHOCTH MOHOMEPOB TAKKE B MX HEPALUKAIBHBIX PEaKIIUIX.

ULSE3-1MUSUR NULUUTESCEC NLNEBU 2QUQULPT Brrurnraushu
UUPULULEIE 2E6S EUUSPULENRU o,-22UQE8U0 URUSNRESNPULLEND
nNsUYshrNLNPLUUNRE3UL

Q. U. UPUNL3UL L L. U. AESLEN3UL

Updbply-Mpuygup Q b e wwpwdbupbpp  wowewplud btu Lok
wpunwhwjnbnt dntndtpbbph hwpwpkpului wlnhynipniup pughuwught
Ukjuiwtthquny pbpwgnn  hwdwwynjhdbpugdut  nhwlghwtbpnud:  Ukplw
hunnppdwt dkp gnyg E wpgk, np Q b e, (hubnd YJunnigyubpuht
wupwdbwnpkp, Jupnn B oqunnugnpédyl] twb nputiu suhwihy Epypnpnuyght
wlphuikph (BU) htwn ny nwunhluuyhtt nbwlghwiubpnid of -shwughgus
dhwgnipyniuubtph (QU) nhwljghntintbwlnipniip wpunwhwjnknt hwdwp: Uju
ntuypnid gnjnipinit niuh Ynnphkjughw log k b e/Q hwpwpbpnipjub dhol,
npukn k-t 2U-6U ny nunhljujujht nhulghuwjh wpugnipjui hwunwnniub b
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THE PARAMETERS ALFREY — PRICE AS CRITERION EXPRESSI NG
THE REACTIVITY OF a,B - UNSATURATED COMPOUNDS IN THEIR
REACTIONS WITH SECONDARY AMINES

G. S. SIMONYAN and N. M. BEYLERYAN

Alfrey - Price Q and e parameters had been proposed to express by means of
empirical  established values the relative activities of monomers in ther
compolymerisation by radical mechanisms.

In the present letter it has been shown that Q and e can be used also to express the
reactivity of the same a,3 -unsaturated compounds (UC) in their nonradical reactions
with secondary amines (SA) assuming that Q and e can be considered as structural
parameters. In this case there is a correlation between logk and €/Q ratio, where k is the
reaction rate constant of the nonradical reaction UC + SA.
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