
dichloromethane solut ion.  2 -  and 4-Subst i tuted pyridine-1-oxldes as we l l  
as pyridine-1-oxide i t s e l f  g ive  only one product, the r e l a t e d  2-pyr ld ine- 
ca rbon i t r i l e .  

The behavior of 3-subst i tuted pyridine-1-oxides i s  more i n te res t i ng .  The 
methoxy and n-butyl der iva t ives  g ive  3-subst i tuted 2 -py r i d i neca rbon i t r i l e  
exclusively. The methyl, chloro, bromo, and acety l  ethylene g lyco l  ke ta l  
der ivat ives s ive oredominantlv the 3-subst i tu ted-2-ovr id inecarbon i t r i le  
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c&taminat;d'with7variable amounts o f  5-substituted-2-~rridinecarbonitrile, 
the amounts o f  2,s-isomer increasing i n  order l i s t e d .  i h e  acety l ,  
carbomethoxy, and cyano der iva t ives  g ive  approximately equal amounts of 
2,3- and 2.5-disubstituted products. 

These r e s u l t s  as we l l  as our cur rent  understanding o f  mechanistic d e t a i l s  
of the react ion  w i l l  be discussed. 
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This l ec tu re  w i l l  s u m r i z e  many o f  the rearrangements invo lv ing  
pyr id ine der iva t ives  uncovered over the years i n  the author 's  labora tor ies .  
I n  pa r t i cu la r ,  transformations s t a r t i n g  w i t h  py r i d i ne  1-oxides w i l l  be 
emphasized but react ions o f  y- imino der iva t ives  and 1 -su l f i des  w i l l  a lso  
be mentioned. 

Those rearrangements t ha t  lead t o  r i n g  subs t i t u t i on  products are summarized 
i n  the scheme below: 

Which product(s)  i s  formed depends on the nature o f  the subst i tuent  i n  
the pyr id ine  r i n g  and examples o f  each w i l l  be given. 

Rearrangements lead ing t o  subs t i t u t i ons  i n t o  a  s ide chain w i l l  a l so  
be described. Las t l y ,  rearrangements leading t o  r i n g  transformations w i l l  
be presented. Possible app l ica t ions  o f  these rearrangements w i l l  be 
described. 




