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o, f-UNSATURATED DERIVATIVES OF TRIVALENT PHOSPHORUS IN
REACTIONS WITH ACTIVATED CARBONYL COMPOUNDS

I1.V.KONOVALOVA, Yu.G.TRISHIN®, L.A.BUERNAEVA, R.N.BU-
RANGULOVA®, I.S.DOKUCHAEVA, V.N.CHISTROKLETOV*, and
A.N.PUDOVIK

V.I.Ul'yanov-Lenin Kazan State University, Lenin Str.
*18, Kazan 420008, USSR

Leningrad Technology Institute for the Pulp and Paper
Industry, Ivana Chernykh Str. 4, Leningrad 193092, USSR

Dialkyl alkynylphosphonites (I) react with esters and
nitriles of a~oxocarboxylic acids to give phosphorylated
alkanoates, 1,3,2~dioxaphospholanes and 1-phosphabicyclo-
'hept—4-enes, depending on the nature of the reagent and
conditions of the reaction. The reaction of dialkyl alke-
nylphosphonites (II) with esters and nitriles of o-oxo-~
carboxylic acids predominantly leads to dioxaphospholane
derivatives.

The reaction of I with a-bromoketones occurs in three
directions: the Perkov reaction, the Arbuzov reaction and
heterocyclization. The reactions of I with diphenylcarbo-
diimide (III) lead to the formation of phosphabicyclohep-
tenes exclusively.

Unlike I and II dialkoxyisocyanatophosphines (IV) react
with III to give stable cycloadducts 1:1 - 1,3,4-diaza~
phospholines. The reactions of trifluoropyruvic acid
esters with IV proceed with the formation of 1,3,4- and
1,3, 2-oxaazaphospholines.
Bis(2,2,3,3-tetrafluoropropoxy)- and diphenoxyisocyanato-
phosphines with IV form crystalline dimers, substituted

diphosphatricyclodecanes.
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