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I n  t h e  course  o f  ou r  s t u d i e s  on t h e  syntheses  of n i t r o g e n  con ta in ing  he te ro -  

cycles,  we found a new d e a l k y l a t i o n  method o f  t e r t i a r y  amines us ing  TMS reagen t s .  

For example, a f t e r  N-methylpiperidine was conver ted  t o  i ts N-oxide (1) t h e  N-oxide 

was t r e a t e d  w i t h  t r i m e t h y l s i l y l  trifluoromethanesulfonate (TMSOTfl i n  d i ch lo ro -  

methane, and then wi th  b u t y l l i t h i u m  and benzoyl c h l o r i d e  i n  t h i s  o r d e r  a f t e r  

exchange of t h e  s o l v e n t  i n t o  t e t r ahydro fu ran  t o  a f f o r d  t h e  corresponding dealkyla-  

t i on  p roduc t ,  i . e . ,  N-benzoylpiperidine (21 . 
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The mechanism of t h e  r e a c t i o n  is i n t e r p r e t e d  i n  terms of t h e  intermediacy o f  

the immonium s a l t  (1) r e s u l t i n g  from deprotonat ion by b u t y l l i t h i u m  and N-silyloxy- 

methylamine (4) which r e a c t s  wi th  t h e  a c y l a t i n g  agent  t o  produce amide ( 1 1 .  This  
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dealkyla t ion method was gene ra l ;  it occurred n o t  only  i n  t h e  case  of c y c l i c  m i n e  

N-oxides such a s  1 and 2 h u t  a l s o  i n  t h e  c a s e  of a c y c l i c  m i n e  N-oxides such a s  6, 
7 ,  and 5, and t h e  amides were obta ined i n  moderate t o  good y i e l d s .  - 0 
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Furthermore,  t h i s  type  o f  d e a l k y l a t i o n  was a p p l i e d  t o  carbamate formation: 

when phenyl chloroformate  was used i n s t e a d  of benzoyl c h l o r i d e  i n  t h e  l a s t  s t e p  

of t h e  r e a c t i o n ,  t h e  corresponding carbamates were ob ta ined  i n  a l l  cases  ( L, 2, 

Transa lky la t ion  based on t h i s  method w i l l  be  desc r ibed .  


