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THE SYNTHESIS, STRUCTURE AND PROPERTIES OF PHOSPHIRE-
NIUM HALOGENIDES

M.A.KASANKOVA, I.L.RODIONOV, E.I.LAZHKO, and
Yu.A.USTYNYUK

Department of Chemistry, Lomonosov State University,
Moscow, USSR

In the study of electrophilic addition of organoele-
ment halogenides to alkoxyacetylens1 it has been found that
in the absence of catalysts dialkyl (phenyl)halogenphos-
phines add to internal alkoxyacetylenes, which results in
the formation of stable phosphirenes (I) of a new type.

R;PX + R-C=COR! —— RE\ or! o e AT
g;p:]: (1) R =Me, Et
X=Cl, Br, I R2 R R®=Et, I-Pr, Ph

For phosphirene (I) unusual values of the NMR parame-

ters (§ GC’ JPC) have been found, which are not typical

’
for knogn phosphonium salts. The analysis of these values
as well as 6P concentration and temperature dependence
allows us to suppose the presence of equilibrium with the
pentacoordinated form for chloro- and bromoderivatives in
the solution. The stability of phosphirenes (I} is depend-
ent on the nature of the halogens atom and the character of
alkyl radicals at the phodphorus atom and at the olefinic
carbon. Spontaneous cyclodimerization is observed in the
solution for several bromo- and iodophosphirenes with the
formation of a new type cyclic ylides. The structure of
ylides has been established by X-ray analysis.
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