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Abstract - (fl-Alancine [(?)-I] has been synthesized in good 
yield from the tricyclic amino acid If)-V by catalytic hydrogenol- 

ysis. Treatment of (?)-I with aqueous HC1 gave the hydrochloride 

salt I?)-I.HC1. A parallel synthesis starting with (-)-V produced 

(-) -alancine I -  1 as well as its hydrochloride (-) -1-KC1 in 

good yields. The synthetic (-)-I.HC1 was found to be identical 

with a sample isolated from Alangium lamarckii Thw. 

1 .  I-)-Alancine (I) rs a phenolic benzo[alquinolizidine alkaloid isolated quite re- 

cently from the stem bark of Alangium lamarckii Thw. (Alangiaceae) by Schiff and 

co-workers.2 Its tricyclic amino acid structure, unique in all the known benzo- 

[alquinolizidine-type alkaloidsS3 has been determined2 by spectral evidence and 

chemical correlation with 1-)-ankorine (II) , 4  another Alanqium alkaloid with es-  

tablished absolute stereochemistry. In the present work, we have achieved the 

racemic and chiral syntheses of alancine from the If)- and (-)-tricyclic amino ac- 

ids v , ~  which were key intermediates in the previous racemic and chiral syntheses 

5 of alangicine (m)  and alangimarckine (IV) ,= two other Alangium alkaloids. 

Catalytic hydrogenolysis of (f)-V using hydrogen and 10% Pd-C catalyst in EtOH at 

24°C for 3 h produced racemic alancine [(?)-I] imp 217-21E°C ldec.)17 in 82% yield. 

Treatment of (?)-I with aqueous HC1 afforded the corresponding hydrochloride salt 



I + ) - I . H C 1  [mp 241.5-245'C Idec.1 I i n  q u a n t i t a t i v e  y i e l d .  A p a r a l l e l  t r a n s f o r m a t i o n  

o f  I-)-V g a v e  I-) - a l a n c i n e  [ (-)-I1 182% y i e l d ;  mp 216-220.5°C (dec . )  ; [a ]Eo -29.3O 

1 8  lc 0.097, MeOH) ; c d  (c 2.66 x M ,  MeOH) -1000 (neg.  max.) ; uv h MeOH nm 
- max 

( l o g  cl 230 ( s h o u l d e r )  13 .97) .  273 ( 3 . 0 1 ) .  280 ( shou lde r1  ( 2 . 9 9 ) ;  A (pH 13 )  287 

(3.431; A::: (pH 11 273 ( 3 . 0 2 ) ,  279 ( s h o u l d e r )  ( 3 . 0 1 ) ;  i r  vKBr c m - I  3430 ( b r o a d ,  
max 

OH), 2530 ( b r o a d ,  N 'H) ,  1707 (weak, b r o a d ,  CO2H). 1566 I c o ~ - )  l 7  a s  w e l l  a s  i t s  hy- 

d r o c h l o r i d e  I-)-I.HC1 185% y i e l d ;  mp 247.5-248.5"C ldec . )  ; [ a 1 i 2  -27.g0 (c 0 .101 ,  

4 2 2 MeOH) ; cd  (c 4.72 x 10- g,  MeOH) -1080 lneg .  max.) ; uv Amax 230 l s h o u l -  

d e r )  13 .98) .  273 ( 3 . 0 4 ) ,  280 ( s h o u l d e r )  13.01);  A (pH 13 )  287 13 .42) ;  A::: ( p ~  

1) 273 13 .02) .  279 ( shou lde r1  13 .01) ;  i r  v::: c m - I  3325 ( b r o a d ,  OH), 2710-2620 

+ 
IN H )  . 1725 lC02H) I .  T h e - s p e c t r a l  i d e n t i t y  of I-) -I w i t h  I f )  -I and t h a t  o f  I-)-  

I.HC1 w i t h  (+) - I .HC1 were  con f i rmed  by comparison of t h e i r  'H nmr ICD30D), 13c nmr 

lCD30D o r  CD30WD201, and mass s p e c t r a .  To o u r  s u r p r i s e ,  t h e  p r e v i o u s l y  r e p o r t e d  

i r  ( K B T ) .  nmr ICD30D), and I3c y r  ICD30D) s p e c t r a  o f  " n a t u r a l  a l a n c i n e " '  d i d  

n o t  match t h o s e  o f  t h e  s y n t h e t i c  - - I  b u t  matched t h o s e  o f  i t s  h y d r o c h l o r i d e  s a l t  

[I-) -1.HClI i n s t e a d .  Thus ,  t h e  p h y s i c a l ,  c h e m i c a l ,  and s p e c t r a l  d a t a  r e p o r t e d  f o r  

" n a t u r a l  a l a n c i n e "  i n  t h e  p r e v i o u s  communica t ionZ a r e  i n  r e a l i t y  t h o s e  f o r  t h e  hy- 
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d r o c h l o r i d e  s a l t  I(-1-I.HC11 o f  a l a n c i n e .  S ince  t h e  " n a t u r a l  a l a n c i n e "  had been 

i s o l a t e d  from t h e  p l a n t  by a  p rocedure  u t i l i z i n g  t h e  Mayer ' s  complex format ion 

and subsequent  t r e a t m e n t  w i t h  anion-exchange r e s i n  ( ~ l - )  ,' it is n o t  unreasonable  

t o  c o n s i d e r  t h a t  t h e  a l k a l o i d  had a c t u a l l y  been obta ined i n  t h e  form of t h e  hy- 

d r o c h l o r i d e  s a l t .  
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