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18-METHOXYGADESINE, A NEW DITERPENOID ALKALOID 
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A b s t r a c t  - The s t r u c t u r e  of 18-methoxygadesine has  been d e t e r -  

mined on t h e  b a s i s  of i t s  s p e c t r a l  d a t a  and chemical  c o r r e l a t i o n  

wi th  de lcos ine .  

During our  s t u d i e s  of d i t e r p e n o i d  a l k a l o i d s  from Consolida o r i e n t a l z  ~ a y '  we have 

i s o l a t e d  18-methoxygadesine ( 1 1  a s  a minor c o n s t i t u e n t .  

The new base  had m.p. 180-184'C. I t s  MS i s  c h a r a c t e r i s t i c  of those  a l k a l o i d s  wi th  

+ 
a lycoc ton ine  s k e l e t o n ,  g iv ing  t h e  molecular i o n  a t  M 451.2566 m u  (1%). 

+ 
C24H37N07, ( c a l c d .  451.2570) and f ragments  a t  M -CH3 (100%1, M + - C H ~ O  (6%1,  

I M + - C H ~ ~ - H , O  (30%) and 395.2289 (3%1,  M + - C ~ H ~ O  (calcd.  395.23081, which i n d i c a t e d  

2 
t h e  presence  of t h e  C-1-C-9 i n n e r  e t h e r  . Moreover, t h e  I R  spectrum showed 

3  
a b s o r p t i o n s  a t  895 and 1000 cm-l, proper  of such a func t ion  . The 'H-NMR (Cl3CD1 

d i s p l a y e d  s i g n a l s  a t  81.09 (3H. t ,  5 7 Hz, N-CH -CH 1 ,  3.30,  3.90,  3.41 (3H each ,  2 -3 
1 

s,  t h r e e  0CH31, 3.70 ( l H ,  rn, WI = 7 Hz, C-lBH), 4.13 ( l H ,  t ,  J 5 Hz, C - 1 4 B H 1 ,  

3.88 and 3.95 ( 1 H  each,  s ) ,  which could  be assigned t o  e i t h e r  C-6aH o r  C-19H. 



5 
The is s i m i l a r  t o  t h a t  of browniine (214 and d e l c o s i n e  (31 . 

13c Chemical s h i f t s  and ass ignments  

Carbon 1 

1 85.23 

2 21.90 

3 25.50 

4 43.16 

5 38.19 

6 90.22 

7 85.12 

8 76.14 

9 49.56 

10 36.85 

11 46.44 

1 2  27.75 

2 3 Carbon 1 2 3 

Chemical s h i f t s  i n  ppm downfield f r m  TMS. 

Solvent  deuterochloroform.  

The new doub le t  a t  68.80 ppm, t h e  s i n g l e t  a t  43.16 ppm and t h e  y e f f e c t s  observed 

on the resonances  of C-3, C-5 and C-18, a r e  c o n s i s t e n t  wi th  a C-1-C-9 i n n e r  e t h e r  

i n  ( 1 1 .  o x i d a t i o n  of d e l c o s i n e  wi th  KMn046 l ed  t o  our  base (1) (m.p., In, 1 ~ - ~ ~ ~  

and MS i d e n t i c a l ) .  

The p a i r s  of a l k a l o i d s  18-methoxygadesine-delcosine and 18-hydroxy-14-g-methyl- 

gades ine-gigactonine  i s o l a t e d  i n  t h i s  p lant1 ,  a s  i n  a s i m i l a r  work on Delphinium 

penta9ynum7, confirm t h e  p o s s i b l e  e x i s t e n c e  of o t h e r  such p a i r s  i n  n a t u r e ,  a t  least  

a s  minor c o n s t i t u e n t s .  
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