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P S C H O R R  R E A C T I O N  ON 1-(2-AMINCPHENYL)-1,2,3 ,4-TETRAHYDRO- 

2-METHYLISOQUINOLINE 

D i a z o t i s a t i o n  a n d  P s c h o r r  r e a c t i o n  of 6-amino-N-methyl-6,7- 

dimethoxy-1-(3 ,4-methylenedioxyphenyl)isoquinolinr , g a v e  b e s i d e s  

t h e  dearninated p r o d u c t ,  t h e  c o r r e s p o n d i n g  3 , 4 - d i h y d r o i s o q u i n o l ~ n e  

with  N-demethylat ion a n d  concomi t t an t  ox ida t ion  a t  the  l , 2 - p o s l t ~ o n .  

6-Amino-N-methyl-6 ,7-dimethoxy-1-(3 ,4-dimethoxyphenyl)isoquino- 

l i n e ,  u n d e r  i d e n t i c a l  cond i t ions  g a v e ,  b e s i d e s  the  deamina ted  p r o d u c t ,  

a d e e p  o r a n g e  compound ,  which  h a s  b e e n  a s s i g n e d  the s t r u c t u r e  3 , 4 -  

d ihydro-6 .7  ,II,12-tetramethoxy-5-nitroazafluoranthene . 

3 An e a r l i e r  s t u d y  on  t h e  d i a a o t i s a t i o n  a n d  P s c h o r r  r e a c t i o n  a n  1-(2-aminophenyl)- 

1.2,3,4-tetrahydro-6,7-dimethoxy-2-methylisoquinoline& g a v e  & a n d  & b e s i d e s  

3,4-dihydro-6,7-dimethoxy-l-phenyli~0q~1noline 2. In con t inua t ion  o f  th i s  work,  

we now r e p o r t  o u r  s t u d i e s  on  t h e  d i a z o t i s a t l o n  a n d  P s c h o r r  r e a c t m n  o n L a  a n d  Lb. 

3 a  g a v e  2 a n d  3 2 :  whi le  3 k g a v e  b e s i d e s  2&, a deep o r a n g e  c r y s t a l l i n e  compound - 
0 

m e l t i n g  a t  180 - 182 C ,  whose  n m r  s p e c t r u m  showed  e l g h t e e n  p r o t o n s  and the  p r e s e n c e  

of f o u r  methoxy ls  ( s i n g l e t s  a t  6 4 . 0 ,  4 . 0 5 ,  4 .06  and 4.10) ,  two a r o m a t i c  p r o t o n s  



(singlet a t  6 7.46) and two aliphatic ~ t h y l e n e  groups (tru, t r ip le ts  a t  6 2.86 and 

4.30). On the bas is  of i t s  analysls (Found C, 61.66; H ,  5.06; C19H1806N2 requ i re s  

+ 
C ,  61.61; H ,  4.90 ) and mass spectrum [m/e 370 (M )], i t s  molecular formula was 

deduced to be C19H1806N2; uv h 
EtOH 240, 272 nm (log E 4.28, 4.54). The i r  

~. . , max 
I. - 

' CHC1i showed bands a t  1532 and 1305 (nitro group).  The mast probable 
"max ,, , , . .. L , 
s t ruc tu re  of thls compound i s  4 though a l lernate  s t ruc tu res  5 and 6 could not be 

entirely ruled out an the bas i s  of spect ra l  da ta .  However Campbell and Reid 
4 

reported that in the 3 ,4-dihydroazafluoranthene 7, position 5 and 12 a r e  readi ly  

susceptible f o r  nitration and i t  is likely that in the compound under investigation 
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postion 12 being subst i tu ted ,  position 5 ir; ni trated under  diazotisation and P s c h o r r  

reaction conditions. Pe rhaps  the only o the r  repor ted  case  of nitration of an aroma- 

t ic  r i n g  dur ing diazotisation conditions ir: by ~ a m e t a n i . ~  In the course  o f  the synthe- 

s i s  of predicentrine by diazotisation and P s c h o r r  reaction of 8 predicentrine (10) and 

nitropredicentrine (9) were a l so  obtained. In a l l  the th ree  I-(2-aminophenyl)-1 ,2,3,4- 

te trahydro-2-methylisoquinolines (la, a, and 2) that were dlazotised and subjected to 

P s c h o r r  r eac t ion ,  one of the unusual products of the reaction was the formation o f  the 

corresponding 3,4-dihydro-I-phenylisoqkinoline result ing from concomittant deaminat- 

ion ,  N-demethylatmn and 1.2-double bond formation of the parent compound. As f a r  



a s  we a r e  aware  this i s  a novel reaction and no such  product formation seems to 

have been repor ted  s o  far. It i s  interesting in this connection to note that Cava 

6 .  
and his coworkers lsolated two aaafluoranthene alkaloids La and =and established 

them s t ruc tu re  on the bas i s  of spec t ra l  data and confirmed it by synthes is .  
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T h e  s y n t h e s i s  w a s  c a r r i e d  o u t  by d i a z o t i s a t i o n  a n d  P s c h o r r  r e a c t i o n  of % a n d  

11 b .  T h e  a z a f l u o r a n t h e n e s  w e r e  f o r m e d  i n  s a t i s f a c t o r y  y i e l d s  on ly  when  OCH - 3 

g r o u p  w a s  p r e s e n t  i n  p o s i t i o n  5  of t h e  i s o q u i n o l i n e  - 1 2 .  In all o t h e r  c a s e s ,  d u r i n g  

d i a z o t ~ s a t i o n  on ly  d e a m i n a t e d  p r o d u c t s  w e r e  o b t a i n e d .  
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