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We describe the synthesis of new cyclotritphosphazenes in which the phosphorus substituents 
are either free-rotating or rigid planar heterocyclic groups, through phosphorus-carbon 
bonds. 

N.N-diethyl-phosphinamidcs 1 are used as starting materials for the multistep 
synthesis of new cyclolriphosphazmes 5 bearing either 2-thienyl. 2-pyridyl. I-pyidyl. 
3,3'-bithienyl-2.2' ylenyl and 4.4'-bipyridyl-3.3'-ylenyl substituents. 

HI( HrkhN, These compounds could be used as 

2. 3. 4I L 
(76:) (91@, (57K) (32K) heir coordination with transition 

(38%) (82%) (62%) (56%) 

c X-raysdihctionpaternsare showing 
(30%) (72%) (38%) (6%) that such compounds adopt thc 

Id 3d ~d M "paddle wheel" conformation. ctf! (a) (91%) (46.4 ( 5 % )  facilitating the upt&e of small 
2r 3e c molecules into their c r i d  lanice. 1'1 .w ( 3 0 . 4  (91%) (90%) 
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supnunoleeulat. p m u M i s  through 

2b 3b 4b 5b mela's. 

a) 57% from CI,PNEt, 
Preliminary experiments of coordination with transition metals have been successfully 
carried out. 
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