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V. BimomocTi npo guceprauiio
Mosga guceprarii:
Koau TemaTHYHHUX PYOpPHK: 31.15

Tema gucepranii:
1. Peakuii 1nMeTHIKapO6aMOiIbHOTO IEPEHOCY MIX MipuanHamu Ta N-OKCUAAMU NipUIAHY

2. Reactions of dimethylcarbamoyl group transfer between pyridines and pyridine N-oxides

Pedepar:

1. Jocaimxeno 108 peakuiil AuMeTHIKAp6aMOiILHOTO IIEPEHOCY MIXK MipUAMHAMU Ta N-OKCUIaMU NipUAUHY B
pO3YMHaXx aleTOHITpUIy. KOHCTaHTH MBUAKOCTI 3MiHIOIOThCS B fianasoHi Big 10-5 1o 10+3 s1/(mosb-c). KoHCTaHTH
piBHOBaru AMMeTUIKapOaMOIiIbHOrO Ta alleTUJILHOTO EPEHOCY 3MiHIOIOThCS B iHTepBali Bif 10-8 no 10+8 Ta He
3ajIeXkaTh Bif IpUpOAU auuibHOM rpynu. [TokaszaHo, o peakuii IUMeTUIKapOaMOoiIbHOTO [IepeHoCY MixK
nipyauHamu Ta N-oKCugamu NipuauHy B pO34MHAX alleTOHITPUITY IPOXOIATh ONHOCTAiiHO 32 KOHIIEPTHUM
MexaHi3MoM. 3a foniomoroio giarpam Mop O'®epana-JskeHKca IpOaHai30BaHO CTPYKTYPY IEPEXiZHOTO CTaHy
iIeHTNYHMX peakliil AMMeTnIIKap6aMoiIbHOTO repeHocy. PiBHAHHS Mapkyca npuaaTHe [jisl OIUCY CUMETPUYHUX
peakuiil juMmeTukapbaMoinbHoro nepenocy. OrpumaHo MogudikoBaHe piBHSIHHS MapKyca, sike Jobpe onucye

HECUMMETPHWYHI peaklii AMMeTHNIKap6aMOiIbHOTO IEPEHOCY.

2. The reactions 108 in number of dimethylcarbamoyl group transfer between pyridines and pyridine N-oxides in
acetonitrile solutions have been studied. The rate constants vary from 10-5 to 10+3 1/(mol-c). The equilibrium



constants of acetyl and dimethylcarbamoyl group transfer vary from 10-8 to 10+8 and do not depend on nature of
acyl groups. The reactions of dimethylcarbamoyl group transfer between pyridines and pyridine N-oxides in
acetonitrile solutions proceed through concerted mechanism. The structure of TS and its position on the reaction
coordinate for identity reactions have been considered with the help of More-O'Ferral-Jencks diagram.The Marcus
equation is enable to describe symmetrical reactions of dimethylcarbamoyl group transfer. It is received modified
Marcus equation, which allows to describe nonsymmetrical reactions of dimethylcarbamoyl group transfer.
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