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Various phosphoni t r i les  2. have been generated by pho to lys i s  of the  correspon- 

ding phosphine az ides  s. 
Depending on the  na ture  of the  phosphorus s u b s t i t u e n t s ,  t h e  phosphon i t r i l e s  

dimerize,  t r imer i ze  o r  polymerize g iv ing  cyclodi-,  -tri- o r  polyphosphazenes 

- 3 o r  even undergo a 1 ,3migra t ion  g iv ing  t r i coord ina ted  pentava len t  phosphorus 

compounds 4. 
R , R '  # X(SiMe3)2 

5 @'-:=N] - 3 
2,3 ,n  

R '  R, , P-N 3 -N hv 2 5 [y=:] ' 
R '  = X(SiMe ) p-SiMe 

- 1 - 2 X = N ,  CH * X-SiMe 
5 R-P 3 4  - 

3 

Trapping of phosphoni t r i le  2. 
phosphorus-nitrogen spec ies  l ead  to  t r a n s i e n t  diazadiphosphetines 2 which - 
depending on the  na ture  of R - give  r ise e i t h e r  t o  z w i t t e r i o n i c  four  menbere<. 

r i n g s  a (by 1 ,3  s i l y l  migration) o r  a l t e r n a t i v e l y  t o  l i n e a r  d e r i v a t i v e s  1 
(by r ing  opening) . 
Analogous r eac t ions  involving var ious  t r i -coord ina ted  phosphorus (V)  der iva-  

t i v e s  w i l l  also be reported.  

( i P r  N)  PE N 1 with unsaturated two-coordinatefi. 2 2  

1 
I 

R 

/ 
3 ,  'N-P=N-P=N- 

R # SiMe 
2 - - 

Inorg.Chem., i n  p re s s  

7 - 

D
o
w
n
l
o
a
d
e
d
 
A
t
:
 
0
7
:
3
3
 
3
0
 
J
a
n
u
a
r
y
 
2
0
1
1


