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Abs t rac t -  Cor ia ls ton ine  i s  a novel  qu ino l ine  a l k a l o i d  i s o l a t e d  from Atstonia 

coriacea. I t s  s t r uc tu re  i l l u s t r a t e s  a possib le new t ransformat ion o f  indales 

i n t o  quinol ines.  

The propensi ty  o f  some indoles t o  transform themselves i n t o  quinol ines i s  exempl i f ied  by 

1 2 
the  Cinchom o r  Cwrptatheca a l ka lo i ds  and t o  a Lesser extend by Lanceomigine from A h -  

3 tonia and Huntaria species . Ue wish t o  describe a novel  qu ino l ine  alkaloid, c o r i a l s -  

tonine 1 uhich a lso  i l l u s t r a t e s  an a l t e r n a t i v e  means o f  t ranspos i t ion  of indoles i n t o  
%' 

m i n o l i n e s .  

4 ~ Z s t o n i a  coriacea i s  a shrub from New-Caledonia whose stem bark main alka!oid i s  nor- 

c 
quaternine i -. It  i s  accompanied by corialstonine6, an amorphous base which i s  s l i g h t l y  

% 

f luorescent on TLC ( [ a ] , ,  +102-, CHCL3, C=l). Cor ia ls tonine does not  react w i t h  the  Ce-IV 

spray but  s t a i ns  orange a f t e r  Dragendorff pu lver iza t ion .  I t s  uv spectrum does not  resem- 

b l e  those of  the  usual indo le  a l ka lo i ds  ; tuo maximum appear a t  317 and 330 nm, which are 

s h i f t e d  a t  354 nm upon a c i d i f i c a t i o n  : the  ms o f  1 displays molecular i o n  a t  mlz 410, ana- 
1\1 

Lyzed f o r  CZ3Hz6N2O5 (410.176 ; calc:410.184) ; i t  i s  accompanied by an mlz 424 probably 

due t o  transmethylat ion. 



IH nmr and I 3 c  nmr spectra f o r  5 were obtained a t  300 and 75MHz respect ive ly .  They were 

1 1  1 13 
unevent fu l l y  i n t e rp re ted  by means o f  hornonuclear ( H- H) and heteronuclear ( H- C) cor- 

7 
r e l a ted  spectroscopy . I t  i s  thus found an i so l a ted  eight-carbon system 3 corresponding 

?r 

8 t o  the  core o f  a l l  t y p e - I  indo le  a lka lo ids  and a qu ino l ine  4. Other systems are a me- 
% 

thoxycarbonyl unit ,  a quaternary carbon and an i s o l a t e d  methylene w i th  an unusually Low 

geminal coupl ing constant (J=6.M2) ; uorthy o f  note i s  the  absence o f  "tryptamine-Like" 

CH -CH protons. 
2 2 

S t ruc tu re  2 was f i n a l l y  deduced from biogenet ic  considerat ions and from observation of 

1 1  1 13 
Long range H- H and H- C couplings. O f  p a r t i c u l a r  value are the  co r re l a t i ons  of and 

across quaternary carbons such as : C-2+H-6 (3J) ; H-6+H-3 (SJ) ; C-kH-5' ; C-LH-14. 

These experiments have a lso  a l loued complete assignment o f  both proton and carbon spec- 

t r a  i nc l ud ing  methoxyls and quaternary carbons. Configurat ions o f  C-15 and o f  the  19+20 

double bond are assumed t o  be the  "biogenetic" con f igura t ions  ; stereochemistry o f  the  

methoxylcarbonyl group has not  been determined. 

From b iosyn the t ic  standpoint, 2 may a r i s e  from 2 v i a  keto-aldehyde 5 r e s u l t i n g  from ope- 
?, 

n ing  o f  the carbinolamine ether, r i n g  c losure of a six-membered r i n g  2 and 1,2 carbon 

s h i f t  uhose d r i v i n g  force would be aromat izat ion o f  the  qu ino l ine  system. Natura l  o r  ar- 

t i f i c i a l  o r i g i n  o f  C-5' i s  s t i l l  questionable . Other pathways o r i g i n a t i n g  form an ear- 

l i e r  b iosyn the t ic  in termediate such as geissoschir ine may a lso be envisionned ; i n  t h i s  

La t te r  case, i t  i s  possib le t o  propose mechanisms i n  which C-5' would be C-17 of the  

precursors. 
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13c nmr data for 1 and 2 (CDCL3, 7 5 ~ ~ 2 )  
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