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The effect of acid-base properties of amines hydrochlorides (AH) on their catalytic 
activity in methanolysis of P(II1)-N-ethylaniline has been studied. The analysis of 
Bronsted correlation equation was indicative of general acid catalysis and it was thus 
confirmed, that general regularities had place during alcoholysis of P(II1)-amines under 
catalysis with AH. In addition, the increasing of alcohol polarity leads to the increasing of 
proton transfer degree (a) from acid catalysts to phospho(II1)amine substrate and to the 
increasing of the positive charge at the phosphorus in the transition state.Besides, the 
comparison of cz values indicates that in more polar methanol (in comparison with t- 
butanol) the catalysis is more sensitive to the acidity change of used catalysts. 

HNf >P-NEtPh + ROH - , p-OR + HNEtph 

As it was shown earlier[ I ]  the application of optically active catalysts may lead to the 
stereoselectivity during phosphorylation with P(II1)-arnines. At present this fact was 
used to attain a more effective “contact” between P(II1)-amine and AH forming part of 
this molecule, which ensured effective intramolecular catalysis resulting in  a sharp 
increase in rates of phosphorylation (in 150-300 times) and in a significant 
stereoselectivity of the process following the inclusion of a chiral fragment in the 
molecule of the “catalytic” part of P(II1)-amine. The stereoselectivity thus revealed was 
used for the enrichment of racemic mixtures of protonodonor nucleophiles. 

REFERENCES 

[ 13  E.E.Nifantyev, M.K Gratchev, S.Yu. Burmistrov, and L.K Vasyanina, Dokl. A N  
S.S.S.R . ,303, 1 15 (1988); E.E.Nifantyev, M.K Gratchev, S.Yu. Burmistrov, L.K 
Vasyanina, M.Yu. Antipin, and Yu.T.Struchkov, Tetrahedron, 47, 9839 (199 1). 

[SO I ]/ 169 

D
o
w
n
l
o
a
d
e
d
 
A
t
:
 
1
9
:
4
6
 
2
8
 
J
a
n
u
a
r
y
 
2
0
1
1


