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Bis(l,l,3-trihydroperfluoropropyl)bocyanato Phosphite and 
Tris(l,l,3-trihydroperfluoropropyl) Phosphite in Reactions 
with Carbonyl Compounds 

t Konovalova I.V., Burnaeva L.A., Khusnutdinova E.K., 

Pudovik A.N. 

V.I.Ul'yanov-Lenin Kaean State University, Kazan, USSR 

Nucleophilicity of (I) in reactions with such carbonyl compo- 

unds as chloral, benzyl, ester and nitrile of benzoylformic 

acid is found to be notably reduced by the electronoaccepting 

perfluoropropyl groups. Unlike of dialkyl isocyanatophosphites 

(I) afford the cycloaddition products with 3P-N- fragment (11) 

which being unable for the inide-amide rearrangement undergo 

dimerisation into crystalline cyclodiphosphaeanes (111) with 

pentacovalent phosphorus atoms. 

( C H F ~ C F ~ C H ~ O ) ~ P N C O  + R'COR - 
(1) ( C m 2 C F 2 C H 2 0 )  2 0 

4 
I I  C y R  Rwo - P-N- 

0' 'R1 0-c' R1/ 'C-N-P - 
R'"R 0' ( CHF2CF2CH20)  

( C H F  CF CH 0 )  P-N, 
2 21- c=o .-- 

(11) (111 1 
Reactions of dialkyl isocyanatophoaphites with esters of ace- 

toacetic, trifluoroacetoacetic acids and with hexafluoroacetyl- 

acetone may involve either C=O or C=C bond, being depended on 

constitution of j3-dicarbonyl compound. Interaction of (I) and 

tris(l,l,3-trihydroperfluoropropyl)phosphite with esters of 

chloro-, bromopiruvic and trichloroacetylphosphonic acids re- 

sults in the formation of the Perkov reaction products. 
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