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Azaphospholes with an anellated pyridine ring have become available only 
recently'. Representatives of six a-fused azaphospholopyridine are known: 

@'P 69-96 120-206 1 3 - 6 3  194 - 244 236 - 249 2% .274 

Refs. (2) PI 141 (51 (61 m 

A first synthesis of 1,2,4,3-triazaphospholo[l15-a]pyridines involves the 4+1 cy- 
clocondensation of l-amino-2-imino-2H-pyridines with P(NMe2)37. It is restricted 
to the 8-cyano derivatives, however. 

MeCN, P(NMe2)3 30°C @ CN 

- 3 HNMe2 
___.) 

N+/N R - Me,Ph 

A more general two step synthesis uses commercially available 2-amino pyridines 
as starting materids. In the first step they are aminated at the pyridinic nitrogen 
and the resulting salts are then condensed with P(NMe2)3. 
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The new triazaphospholopyridines are conveniently purified by sublimation. 
They are colorless moisture sensitive crystalline solids, easily soluble in non po- 
lar organic solvents. With two equivalents of water they yield a colorless crystalline 
product, essentially insoluble in aprotic organic solvents. While no reaction is ob- 
served with diethylamine alone, the sulfide and selenide of its 1,2-adduct to the 
P=N-bond are obtained, when the reaction is carried out in the presence of sulfur 
or gray selenium, respectively. 

References 
[l] Review on anellated heterophospholes: R,K. Bansal, K. Karaghiosoff, and A. 

Schmidpeter, Tetrahedron 50 (1994) 7676. 
[2] G. Mkkl  and S. Pflaum, Tetrahedron Lett. 28 (1987) 1511; U. BergstraBer, 

A. Hoffmann, and M. Regitz, Tetrahedron Lett. 33 (1992) 1049. 
[3] R. K. Bansal, K. Karaghiosoff, NeelimaGupta, A. Schmidpeter, and C. Spindler, 

Chern. Ber. 124 (1991) 475. 
[4] G. Mirkl and S. Pflaum, Tetrahedron Lett. 29 (1988) 3387; ibid.  28 (1987) 

1511. 
[5] K. Karaghiosoff, R. K. Bansal, and Neelima Gupta, 2. Naturforsch. 47b 

(1992) 373; K. Karaghiosoff, C. Cleve, and A. Schrnidpeter, Phosphorus Sulfur 
28 (1986) 289. 

[6] R. K. Bansal, A. Schmidpeter, and K. Karaghiosoff, Synthesis, submitted for 
publication. 

[7] A. Schmidpeter, F. Steinmiiller, and E. Ya. Zabotina, J. Prukt. Chem. 335 
(1993) 458. 

D
o
w
n
l
o
a
d
e
d
 
A
t
:
 
1
1
:
3
4
 
2
9
 
J
a
n
u
a
r
y
 
2
0
1
1


