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Reaction of Hexafluoroacetone with Aminophosphites 
Containing the 2,2,2-Trifluoro-l-(trifluoromethyl)ethyl 
Grouping 

Rudolph Francke and Gerd-Vol ker Roschenthaler * 
Fachbereich 2 (B io log ieKhemie)  der  Un ivers i  t a t ,  D-28 Bremen 33, 

Federal Republic o f  Germany 

The reac t ions  o f  dihaloaminophosphines RNHPF2 (R=H, Me, tBu) and R2NPC12 

(R=Me, E t ,  SiMe3; R2=CH2(CH2CMe2)2 w i t h  LiOCH(CF3)2 y i e l d  the  corresponding 

aminophosphites R2NP( OCH(CF3)2] 2.Hexafluoroacetone reac ts  w i t h  RNH[OCH(CF3)2]2 

as we l l  as MeNHPF2 and tBuNHPF2 i n  good y i e l d s  t o  the  1,3,5X -oxazaphosphe- 

tanes 1 - 4, which show r a p i d  pseudorotat ion a t  room temperature. 
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1: R = W .  X OCH(CF3)Z; 2: R * CH3. X = f ,  
OCHKF,I, 

RNHPXI 6 IlCF,IyCO - R’N-& 3: R = CH3. X = OCH(CF3)z; 1: R = tau. X = f 

The X-ray s t r u c t u r e  of - 1 e x h i b i t s  a d i s t o r t e d  t r i g o n a l  b ipyramid.  

With d i a l  kylaminophosphites hexafluoroacetone g ives  the  monocycl i c  phospho- 

ranes 5 and 6, whereas w i t h  aminophosphites conta in ing  bu lky  a lky lg roups  

no r e a c t i o n  occurs. A replacement o f  the  (CF3)2CHO-groups by smal le r  subs t i -  

tuents r e s u l t s  i n  eas ie r  a d d i t i o n  o f  hexafluoroacetone. Therefore the  amino- 

phosphines tBuP(X)NEt2 (X=F, C1, OCH(CF3)2) r e a c t  w i t h  hexafluoroacetone i n  

5 high y i e l d s  t o  the 1,3,2X -dioxaphospholanes 7 - 9. The phosphoranes 5 - 9 
show no l i g a n d  exchange process a t  room temperature. 
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