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a-Siloxyamines obtained from t e r t i a r y  amines v i a  t h e i r  N-oxides r e a c t  with 

same nucleophiles t o  a f fo rd  new t e r t i a r y  amines having an a-subst i tuent  derived 

from t h e  nucleophiles.  For example, siloxyammonium s a l t s  (2) prepared from N- 

methyl-1,2,3,4-tetrahydroisquioiine N-oxide (1) and t r i a l k y l s i l y l  t r i f  luorometh- 

anesulfonate undergo rearrangement i n  t h e  presence of s t rong base t o  g ive  o-s i l -  

oxyamine (i), which can be subjected  t o  nucleophi l ic  s u b s t i t u t i o n  r eac t ion  with 

organometallics such as Grignard reagents t o  a f fo rd  1-subst i tu ted  N-methyl-1,2,3, 

S imi la r ly ,  N-methylpiperidine N-oxide ( 5 )  - can be converted i n t o  a-subst i tu ted  

der ivat ives  (61, which has a new a-subst i tuent  i n  exacycl ic  a-posit ion.  

Besides Grignard reagents ,  trialkylaluminums, s i l y l  en01 e t h e r s ,  s i l y l  cyan- 

i d e s ,  and t r i a lky lphosph i t e s  can a l s o  he used as nucleophiles.  Of p a r t i c u l a r  

note i s  t h e  accomplishment of t h e  a - subs t i tu t ion  of amines by phenyl and v iny l  

2 
groups with s p  carbon as  a r eac t ing  center .  

I n  view of ready a v a i l a b i l i t y  of amine N-oxides, a wide va r i e ty  of nucleo- 

p h i l e s ,  and i t s  complementarity t o  t h e  e l e c t r o p h i l i c  a-subst i tu t ion nethod, t h e  

present  0r.e-pot sequence provides a new convenient s y n t h e t i c  method f o r  nitrogen- 

containing heterocycles .  

Fuluoride-induced e l e c t r o p h i l i c  t r ansa lky la t ion  r eac t ion  using the  above- 

mentioned a-siloxyamines and a lky l  ha l ides  w i l l  a l s o  be described. 


