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PARTIAL SYNTHESIS OF BALOXINE 
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Abs t rac t  - Ba lax ine  1 (19s-hydroxy 14-0x0 v incad i f f o rm ine )  was ob ta ined  f rom v i n d o l ~ n i -  

ne 2. 

The s t r u c t u r e  o f  b a l o x i n e  1, an a l k a l o i d  o f  t h e  Leaves o f  Melodinus baZansae B a i l l .  has been i n -  

f e r r e d  from i t s  spec t roscop i c  p r o p e r t i e s  (I), except f a r  t h e  c o n f i o u r a t i o n  o f  C(19). I t  seemed 

obv ious t o  p repa re  b a l o x i n e  (19-hydroxy 14-0x0 v i n c a d i f f o r m n e )  th rouph h y d r o b o r a t ~ o n - o x i d a t i o n  

( v i z  2,3,4) and f u r t h e r  t r ans fo rma t i on  o f  a s u i t a b l e  p recu rso r .  

V i n d o l i n i n e  was t ransformed (5,6) i n t o  19 R-  and 19 S-hydroxytabersonine 3 and 5 o f  known s t r u c -  

t u r e  and con f i gu ra t i on ,  t h e  r e s p e c t i v e  t e t r a h y d r o p y r a n y l  d e r i v a t i v e s  o f  which were prepared : 1 
and 6. 5 as w e l l  as 6 were shown (NNR) t o  be a d ias te reo i somer i c  m ix tu re  due t o  t h e  t e t r a h y d r o -  

pypany l  s u b e t i  t u e n t .  

+ - 
Hyd roba ra t i on  o f  5 - 1) Et30 BF4 ; 2) NaBH ,THF - f o l l o w e d  by o x ~ d a t i o n  (H202, NaOnj y i e l d e d  o n l y  

4  

an " " t r a c t a b l e  mixture,  w h i l e  6 gave under these c o n d i t i o n s  r e s u l t s  s i m i l a r  t o  those pa ined w i t h  

t abe rson ine  (3 )  : a m i x t u r e  o f  two d e r i v a t i v e s  was thus  ob ta ined  (72 % ) .  T h e i r  mass w e c t r a  

(flt.454) spec t roscop i c  da ta  and f u r t h e r  t r ans fo rma t i ons  showed them t o  be t h e  s t e r e o i s o m e n c  a l co -  

h o l s  2 and z. 
O x i d a t i o n  o f  t h e  m i x t u r e  o f  2 and 2 under A l b r i g h t  and Goldman's c o n d i t i o n s  (DMSO, Ac20) ( 7 )  

y i e l d e d  (60%) t h e  ketone z,I;R.CKCL3 1730, 1680, 1610 crnW1, pt.452, S.P. m l z  238 ( loo%), 214 (85%), 

138 (75%) p l u s  t h e  me thy l t h i ome thy l  d e r i v a t i v e s  &,b (blt.514) as by-products (12%). 

F i n a l l y ,  h y d r o l y s i s  (HCL-H20-EtOH, .05:.05:1, 5  minutes)  o f  9 Cave 1%-hydroxy 14-0x0 v i n c a d i f f o r -  

-1 
mine 1 ( 6 0 % )  (=ID=-120" (CHCL3, c=0.1) ; I.R. . 3450, 1735, 1680, 1610 c m  ; S.M. : m l z  

CHC13 ' 

368 (M+.), 350, 323, 214, 154 (100%) ; N.M.R. : 1.01 (d,3H,C(18)-H ) ; 3.75 (s,3H,COOCH ) 
3  -3 . 

I t s  U.V., I . R .  and mass s p e c t r a  were super imposable w i t h  those of  ba lox ine .  Ba lox ine  i s  t hus  shown 

t o  be 19s-hydroxy 14-0x0 v i n c a d i f f o r m i n e  (8). 



- 
R1 R2  R3 

1 - =O THP 

7a - H OH THP 

7b - OH H THP 

8a - H H ~ C / O V ~ '  THP 
8b H ~ c / ~ v ~ \  H - THP 

Y -. =O THP 

THP = b 3 - CH3 OH (19R) 

4 - OH CH3 (19s) 

5 - CH3 OTHP (19R) 

6 - OTHP CH3 (19s) 
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