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Äàòà ïîñòóïëåíèÿ 26.03.12

Óñòàíîâëåíî, ÷òî â îêèñëÿþùèõñÿ âèíèëïèðè-
äèíàõ íèòðîêñèëüíûå ðàäèêàëû îáðûâàþò öåïè
ïî ðåàêöèè êàê ñ àëêèëüíûìè, òàê è ñ ïåðîê-
ñèëüíûìè ðàäèêàëàìè, ÷òî ïðèâîäèò ê ìíîãî-
êðàòíîìó îáðûâó öåïåé.

Êëþ÷åâûå ñëîâà: âèíèëïèðèäèí; ãèäðîêñèëà-
ìèí; îêèñëåíèå; ñòàáèëüíûé íèòðîêñèëüíûé
ðàäèêàë.

It was established that nitroxide radicals breaks
chains by reactions both with alkyl and with
peroxide radicals upon vinylpyridines oxidation
that results to multiple chain termination.

Key words: vinylpyridine; hydroxylamine;
oxidation; stable nitroxide radicals.

Â íàñòîÿùåé ðàáîòå èññëåäîâàíî âëèÿíèå
àëèôàòè÷åñêèõ ñòàáèëüíûõ íèòðîêñèëüíûõ
ðàäèêàëîâ (>NO•) è ñîîòâåòñòâóþùèõ èì ãèä-
ðîêñèëàìèíîâ (>NOH) íà ïðîöåññû îêèñëå-
íèÿ 2-âèíèëïèðèäèíà (2ÂÏ) è 4-âèíèëïèðè-
äèíà (4ÂÏ). Â êà÷åñòâå >NO• èñïîëüçîâàíû:
4-ãèäðîêñè-2,2,6,6-òåòðàìåòèëïèïåðèäèí-1-
îêñèë [>NO(I)], 2,2,6,6-òåòðàìåòèëïèïåðè-
äèí-4-áåíçîàò-1-îêñèë [>NO•(II)], 2,2,5,5-
òåòðàìåòèë-2,5-äèãèäðî-1Í-ïèððîë-3-êàð-
áîêñàìèä-1-îêñèë [>NO•(III)], â êà÷åñòâå
>NOH — 4-ãèäðîêñè-2,2,6,6-òåòðàìåòèëïè-
ïåðèäèí [>NOH(I)], 2,2,6,6-òåòðàìåòèëïè-
ïåðèäèí-4-áåíçîàò [>NOH(II)], 1-ãèäðîêñè-
2,2,5,5-òåòðàìåòèë-2,5-äèãèäðî-1Í-ïèððîë-
3-êàðáîêñàìèä [>NOH(III)].

Êèíåòèêó ïîãëîùåíèÿ êèñëîðîäà ðåãèñò-
ðèðîâàëè ìåòîäîì ìèêðîâîëþìîìåòðèè; çà êè-
íåòèêîé èçìåíåíèÿ êîíöåíòðàöèè [>NO•] ñëå-
äèëè ìåòîäîì ÝÏÐ (ñïåêòðîìåòð ADANI CMS
8400).

Óñòàíîâëåíî, ÷òî ïðè ââåäåíèè â îêèñëÿ-
þùèåñÿ âèíèëïèðèäèíû êàê (>NO•), òàê è ñî-
îòâåòñòâóþùåãî (>NOH) ñêîðîñòü îêèñëåíèÿ
ïàäàåò ñ óâåëè÷åíèåì [>NO•]0, è ïðè ìàëîé
äîëå êâàäðàòè÷íîãî îáðûâà ñîõðàíÿåòñÿ íèæå
çíà÷åíèÿ W0 â òå÷åíèå äëèòåëüíîãî âðåìåíè,
ïðåâûøàþùåãî òåîðåòè÷åñêèé ïåðèîä èíäóê-
öèè (ðèñ. 1).

Íà ðèñ. 2 ïðèâåäåíû ïîëó÷åííûå ìåòîäîì
ÝÏÐ êèíåòè÷åñêèå çàâèñèìîñòè ðàñõîäîâàíèÿ
>NO• è íàêîïëåíèÿ åãî èç ñîîòâåòñòâóþùåãî
>NOH ïðè îêèñëåíèè ñòèðîëà ïðè 2OP =20 êÏà.




