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PHOTO-RING EXPANSION OF AZIDOMETHOXYQUINOLINES M METHOXYPY2IDOAZEPINES 

R . K .  Smalley, E.F.V. scr ivenl  and H. Suschiteky 

Dep, of Chemistry & Applied Chemistry, University of Sal ford ,  M5 4WT %land 

We have shown2 t h a t  pha to ly s i s  and i n  some cases t h e n o l y s i s  o f  b i c y c l i c  aromatic and heteroaro- 

matic a s i d e s  i n  m i n e s  o f f e r  a p rac t i cab l e  route  t o  bicyclic azepines  sub j ec t  to some l i m i t a t i o n s  

such as pos i t i on  of the az ide  group and na ture  of t h e  mine.  However, photochemical r ing-  

expansion of quinoly l  and i soqu ino ly l  a s i d e s  to  t h e  carcespondiw azepines occurs i n  methoxide3 

r ega rd l e s s  of t h e  aa ide  pos i t i on .  

The general scope o f  preparing a m p i n e s  by r i n g  expansion has been f u r t h e r  widened as  the 

r e s u l t  o f  the  following observat ions t  The presence of a 6-methoxygroup i n  8-aaidoquinoline 

l e a d s  t o  a remarkable i nc rea se  i n  the  y i e ld  of s i n g l e t  products azepine  ( 2 )  and g 4 i a m i n e  (3)  

when t h i s  a e ide  (1 )  i s  i r r a d i a t e d  i n  primary a l i p h a t i c  m i n e s .  This  group a l s o  promotes aaepine 

formation on i r r a d i a t i n g  ae ide  (1)  i n  secondary m i n e s ,  which does n o t  occur i n  absence of t h i s  

subs t i t uen t .  Condit ions f o r  the pho to ly t i c  azepine formation from 8-azidoquinaline i n  methanol/ 

K-methoxide t o  g ive  9-methoxy-5H-pyrido [2,3-cj aeepine (2;  Me0 f o r  N R ~ ~ )  have een optirnised. ? 
When these  are appl ied  t o  8-azida-6-methony-(1) and 6-azida-8-methoxy-quinoline (1 ;  R '  = N3, OMe 

f o r  N3) the  corresponding dimethoxyazepines (4 o r  5) are obtained i n  good y i e ld .  
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