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C-PHOSPHORYLATION OF COMPOUNDS WITH THE ELECTRON-RICH 
DOUBLE CARBON-NITROGEN BOND 

ANDREW A. TOLMACHEV, ANATOLY S. MERKULOV, SERGE1 I. 
DOVGOPLY, GENNADY V. OSHOVSKIY, ALEXANDER M. PINCHUK 
Institute of Organic Chemistry of the Ukrainian National Academy of Sciences; 
Murmanskaya Str., 5, KIEV-94,253660, UKRAINE. 

C-phosphorylation of N,N-dimethylhydrazones and N,N-dimethyl- N'- 

arylamidines by phosphorus tribromide was first accomplished. It directs to the 

formation of novel types of hnctional P(II1) derivatives (1-3) 

R CH=N-NMe2 NMe2 

e N = c : p  Br2 
\ / 
/CH=CH Br2P-CH=N-NMe2 

Br2P 
1 2 3 

The N,N-dimethylhydrazono- or N,N-dimethylamidino groups can be used as 

the electrodonating substituents for the activation of heteroaromatic compounds in 

their reactions of electrophilic phosphorylation, what let to synthesize such phosphines 

as 4 and 5, benzazophosphole derivatives (6),  heteroaromatic aldehydes(7) and other 

types of phosphorus compounds. 

Me2N-N-C H B r 2 P f r N = C  H -N Me, ( 
n = 0 - 2 ;  X = N , O , S  

4 
Y R'2 

5 

R = Alk, Hal, Me ,N 
R' = Me, Et, i-Pr 

n = 0 - 2 ;  X=N,O,S;  
Y = 0, S; R =Ph, Et ZN 
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