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The tuo couples o f  t i t l e  de r i va t i ves  4, 2 and 5 1 
were obtained frome the Pictet-Spengler condensation o f  

homoveratrylarnine w i th  dihydrocorynantheal Z and corynan- 

theidal?,  respect ively.  The i r  s t ruc tu re  and absolute con- 

f i g u r a t i o n  were determined on the bas is  of t h e i r  mass and 

NMR Spectra, and of t h e i r  CD curves. 

Several a l ka lo ids  (I) correspond t o  each o f  the three s t r u c t u r a l  types 

A, B and C, and b iogene t i ca l l y  r e s u l t  ( 2 )  from the assoc ia t ion  o f  a so le  

monoterpenoid u n i t  (der ived from secologanoside) w i t h  two m i n e s  (der ived 

from amino-acids) which may be e i t h e r  i d e n t i c a l  or  d i f f e ren t .  

The present paper describes the p a r t i a l  synthesis o f  f ou r  de r i va t i ves  

of type D, which has not ye t  been i so la ted  from na tu ra l  sources. 



When homoveratrylarnine 1 was condensed under modif ied Pictet-Spengler 

cond i t ions  (3) w i t h  dihydrocorynantheal 2 on one hand, and w i t h  corynan- 

t he ida l  on the o ther  hand (4), two stereoisomers, C29H3702N3 (fli.459), 

were i s o l a t e d  ( y i e l d  65 %) and separated by t.1.c. i n  each case, i.e. 4, 5 

and5,T respect ive ly .  The UV ( A  max., 228, 284, 290 nm) and mass spectra 

( p r i n c i p a l  ions  a t  mle 430, 329, 267, 251, 223, 206, 192 (IOVX), 184, 176, 

169, 144, 124) o f  these fou r  de r i va t i ves  were p r a c t i c a l l y  i den t i ca l .  

The i r  NMR spectra a l l  exh ib i t ed  t h e  uncoupled s igna l s  c h a r a c t e r i s t i c  

f o r  two aromatic para hydrogens, uh ich  i nd i ca tes  the  p o s i t i o n  o f  cyc l i sa -  

t i o n  t o  the  isoqu ino l ine  nucleus. 

According t o  L i t e r a t u r e  (5'6) the  c i r c u l a r  dichroism curves c l e a r l y  

show 5 and & t o  be 17a-H (17s) and 5 and 2 t o  be 17%-H (17R). These resul ts,  

#hen associated w i th  the  occurence o f  s t rong "Bohlmann's bands" (IR) and 

w i t h  the  absence o f  C(3)-H s igna l s  above 4  ppm (NMR) a l low determinat ion of 

(7) 
a l l  asymmetric centers ( i nc lud ing  n i t r o g e m )  i n  these four de r i va t i ves  . 
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A B C D 

Me 0 
OHC OHC 

OMe OMe 

OMe OMe OMe 



3390 - 2880 s( lH)  m(4H) s(2H) s(6H) centred t(3H) 
2800 - 2780 

-380 I7l0 - 8,25 7,60to6,95 6,60 3,86 on2,O 0,95 
1520 

3360 - 2820 s ( lH)  n(4H) s(lH)6,48s(3H)3,80 centred t(3H) 
-43a 

2780 - 2740 
I7O0 - I6l0 8,58 7,60to6,98s(lH)6,58~(3H)3,85 an2,2 0,95 
1510 
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