
STUDIES ON THE SYNTHESIS AND CONFORMATIONAL ANALYSIS 

OF SOME DIBENZOIa ,gl QUINOLIZTDINES 

Biotransformation of  ( * )  - r e t i c u l i n e  i n t o  ( * I  -coreximine, ( t )  -scouler ine  and ( t )  - 
n o r r e t i c u l i n e  wi th  a whole r a t  o r  a homogenized r a t  l i v e r  was demonstrated by t r a c e r  

experiments wi th  carbon-14 and tritium l a b e l l e d  ( + ) - r e t i c u l i n e .  Thus the  b io t r ans -  

formation was found t o  occur with a r a t  l i v e r  9,000 g supernatant ,  which was exceed- 

ing ly  c a t a l i s e d  by NADPH and magnesium chlor ide .  Tri t ium labe l l ed  (*)-laudanosine 

was a l s o  inocorporated i n t o  ( t ) -nor laudanosine ,  ( t ) -xy lop in ine  and (*)- te t rahydropal-  

matine using the  r a t  l i v e r  9 ,000gsuperna tan t  i n  the  presence of NADPA. 

Secondly, t h e  t o t a l  syntheses of re t roprotoberber ines ,  ( f )  -mecambridine and ( t )  - 
o r i e n t a l i d i n e  have been accomplished. Namely, hydroxymethylation o f  the  phenolic 

tetrahydroprotoberberine y ie lded  0-demethylmecambridine, which on methylation wi th  

diazomethane af forded (*)-mecamhidine. A t reatment o f  0-demethylmecambridine with 

methylene ch lo r ide  and sodium hydride i n  dimethylformamide gave ( t ) - o r i e n t a l i d i n e .  

Thirdly ,  t h e  s t r u c t u r e  of a new 8-methylprotoberberine, corytenchir ine ,  i s o l a t e d  

from Corydalis  ochotens is  i n  Taiwan, was e lucidated .  Careful  reduct ion o f  coralyne 

sulphoaceta te  gave a mixture of cora lydine  and i t s  stereoisomer,  the  l a t t e r  of which 

was i d e n t i c a l  wi th  the g-methyl e t h e r  of corytenchir ine .  On the b a s i s  of  the  s p e c t r a l  

da ta ,  t h e  s t r u c t u r e  of corytenchir ine  was deduced t o  13a(S)-5,6,13,13a-tetrahydro-11- 

hydroxy-2,3,lo-trimetho~y-8(R)-methyl-8H-dibenzo[a,glquinolizidine. 

Fina l ly ,  t h e  conformational ana lys i s  of some protoberberine a lka lo ids  by carbon-13 

NMR measurement was c a r r i e d  out .  The p r e f e r e n t i a l  conformation of  tetrahydroproto- 

berber ine  i s  e a s i l y  ass ignable  by comparison of t h e  chemical s h i f t  o f  C(6) i n  carbon- 

13 NMR spectroscopy. I t  is poss ib le ,  furthermore, t o  d i s t ingu i sh  the  9,lO- and 1 0 , l l -  

d i s u b s t i t u t e d  tetrahydroprotoberberines by the  d i f f e rence  i n  chemical s h i f t  o f  C(8) .  


