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INTERACTION OF TERTIARY PHOSPHINES WITH ACETYLENIC
COMPOUNDS., ALKYL MIGRATION ACCOMPANIED BY C-P BOND
CLEAVAGE AND FRAGMENTATION DURING THE INTERACTION
OF TRIALKYPHOSPHINES WITH PHENYLACETYLENE IN THE
PRESENCE OF PROTON DONORS

M.H.INJIKIAN, G.Ts.GASPARIAN, S.K.BARSEGHIAN, and
M.Zh .HOVAKIMI AN

Institute of Organic Chemistry, Armenian Academy of
Sciences, Kamo Str. 167a, Yerevan 375094, USSR

We have recently describedphosphobetaines with negative
charge on B-carbon atom of vinyl group or on é-carbon atom
of 1,3-butadienyl group prepared by interaction of trial-
kylphosphines with acetylenic and vinylacetylenic com-
pounds, respectively. In the course of developing these in-
vestigations an extra route of phosphobetaine formation has
been found representing the deprotonation of corresponding
phosphonium salts. It has been found that the reaction of
trialkylphosphines with phenylacetylene in the presence of
proton donors leads to the formation of an intermediate
compound containing pentacovalent phosphorus linked with
negatively charged oxygen atom. The intermediate undergoes
a migration of alkyl group followed either by protonation
of B-carbon atom or by unusual cleavage of P-C bond as a

result of the electrons back transition:
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The experimental data obtained during the investigation of
the reaction of trialkylphosphines with phenylacetylene in
agqueous media is in favour of C-C fragmentation in inter-

mediate O-phosphobetaine.
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