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DIAZOALKANES IN THE REACTIONS WITH DIALKYL (THIO)-
PHOSPHITES

B.A.ARBUZOV, N.A.POLEZHAEVA, A.M.POLOZOV, A.A.MUSTA-
FIN, E.I.GOLDFARB, and A.A.LEVIN

A.M.Butlerov Chemical Research Institute of Kazan
State University, Lenin Str. 18, Kazan 420008, USSR

The photochemical, thermo-catalytical and thermal reac-
tions of diazoalkanes with dialkyl (thio)phosphites were
studied.

Thus, the photolysis of dimethyldiazomalonate and methyl-
diazoacetate with dialkyl(thio)phosphites gives P-H inser-
tion products only upon triplet-sensitized conditions (i),
whereas diphenyldiazomethane gives P-H insertion products
upon direct photolysis as well (ii). The investigation of
the reaction mechanism is based on CIDNP31P method. The
catalytical reactions (iii) are a convenient method of
preparing (thio)phosphonates.

R1R2CN2 + (RO),P(X)H —=====m= > R1R2CHP(X)(OR)2; X =0, S.

1) hv/Ph,C0: R'=C(0)OMe; R=C(0)OMe; H. R'=r%=ph.

ii) hv: R1R2=Ph.

iii) 80°c, cu(acac),: R'=C(0)OMe, C(0)Ph, Ph;
R?=c(0)OMe, Ph, H; R +R%=Fl

A direct (without catalytic agent and photolysis) inter-

action of diphenyldiazomethane with dimethylthiophosphite

is more complex and gives a mixture of the products.

Ph,CN, + (MeO),P(S)H ------= > Ph,EN, §P(Me),
"y
Ph,,CH-S-P (0) (OMe) Ph,C=N-NHP (S) (OMe), Ph,C=CPh,
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