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Abstract-A new aporphine alkaloid, fissoldine, has been isolated f m  - 

Fissis t igna and elucidated a s  (R)-l,2-m?thylenedioxy-9-methoxy-l1- 

hydmxynoraporphine (9) by the spectral  and chenical evidences. 

F i s s i s t i g m  oldhamii ( m l .  ) -. (Annonaceae) is a perennial climbing shrub which dis tr ibutes  

m i n l y  i n  southern China and Taiwan1). Until now there is not any report about the alkaloids of 

Fissistigna genus plants .  Therefore, i t  is our object t o  clarify the  alkaloid canponents of the 

plants  m n g  on the  l a t i f o l i a t e  tree zone in  Taiwan. Up to  now, we have isolated one new apor- 

phine a l k a l ~ i d ~ ' ~ ) ,  f issoldine,  i n  addition to tw lolaurn aporphine alkaloids, xylopine (9 (main 

base) and N-nomylopine (2) f m  the  plants.  %is paper w i l l  report the  s t ructural  elucidation of 

f issoldine (3). 
The hydmbmnic acid s a l t  of f issoldine (2) which is an anorphous powder was l igh t  grayish needles 

with mp 276-277'~ ( E t m ) ,  Cl$IIp4.HB' ,  -99.1' ( ~ 0 . 4 5 ,  E ~ O H ) ,  ky 216, 273 and 295 nm 

(log E 4.55, 4.03 and 4.15), and g. 3275 (mi),  1M2 and 945 6' (-0) exhibi ts  a methylene- 

dioxylated aporphine s y s t m .  The uv spectral  curve of fissoldine showed bathochmnic s h i f t  by 

adding KMI solution, and the Gibbs test f o r  fissoldine showed positive. Moreover, in  the nass 

spectrun there are intensive fr-nts a t  m/z 294, 282, 252, 238, and 224 in  addition t o  311 (!A+) 

and 310 (base peak). The fr-nt of m/z  282 (ion 2) obtained by the retro-Diels-Alder frag- 

m"tation4) of aporphinoid alkaloids. I n  the 'iIwn. s p e c t m  ( m 1  ), there are the chfmical 3 

s h l f t s  of the  E thoxyl  group a t  t 3 . 8 0  ( 3H, s ), ~ t h y l e n e d i o x y l  gmup a t  S5.96 and 6.06 ( each m, 
s ), and three -tic pmtons of C 3 , 8  and 10 position a t  r6.43 ( lH, s ), 6.47 ( N, S ) and 

6.57 ( lll, s 1, respectively, and there are no signals corresponding t o  N-mthyl gtnup and t o  Gll 

pmton at lower f i e l d .  The above data suggested that  t h e  four oxygens of f issoldine are located 

a t  the 1 , 2 , 9  and 11 posl tmns in the aporphine skeleton. 

ifhen fissoldlne was t reated m t h  f o m l i n  and s o d i m  bomhydnde, an a l m s t  colorless  o i l y  base, 

NnEthylfissoldine (3) which has a signal carresponding to  N-methyl ,-up a t J 2 . 5 0  i n  the 'Hnmr 

(CDC13) was obtained. The hydmbmnide of 4 1s l igh t  b m l s h  needles with mp 2 3 - 2 3  C ( M a ) ,  



C#4.fBr, and m / z  325 (M+), 324 (base pealt), and 282 (ion 3).  The  thyl la ti on of 4 with 

~ a z m & h a n e  gave l i g h t  yellowish h m  o i l y  base, N,O-dunethylfissoldme (2) with[d]f -207' 

(c=0.5, (3ICl3), and tao mthoxyl p u p s  a t g 3 . 8 2  and 3.86 (each 3% s) In the  'HMn (W2l3). 

Fmm the above resu l t s ,  ~t was p r e s d  tha t  the phenolic hydmxyl group of f issoldine attached 

on the GI1 position. In order t o  mke the positions of the four oxygen5 c lea r ,  the dehydmxyl- 

a t ion rrrthod appeared on t h e   literature^^'^) was carr ied out f o r  f issoldine (9). 
Wen the almost colorless anorphus f issoldine l-phenyltetrazole e ther  (9) obtained by t h e  react- 

ion of 3 and l-phenyl-5chlomtetra2ole were t rea ted  with palladimcharcoal-HZ an almost wlor -  

l e s s  mrphous  base with[&]f -50a(c=0.5, EtOH) was obtamed as the dehydmxylation p r o h c t  

which 1s insoluble in  d i lu te  NaOH solution. 

In  the 'Umm s p e c t m  (CCC1 ) of the dehydmxylation product, the s ignals  corresponding t o  C-11 
3 

-tic proton appeared as  a doublet a t  17.94 ( M, d ,  j=10.0 Hz ). Moreover, t h e  s ignal  a t  

b 6.57 corresponding t o  G I 0  proton of 3 ws disrupted to a doublet (.J 6.72 ( IH, d ,  j=10.0 Hz )) 
7)-  by coupling u l t h  GI1 proton. This 'Hnrnr s p e c t m  uas similar  t o  tha t  of xylopme (3) . 

Therefore, t h e  dehydmxylation product - carpared with t h e  authentic sanple of xylopine (3) .  

The result  was that  the uv ( E t a ) ,  ir (IXC13), and t l c  were a l l  ident ical .  

By these f a c t s ,  the  chenical s t ructure ,  1,2-methylenedioxy-9-thoxy-ll-hydmxynoraporphine (3) 
was offered f o r  f issoldine,  and the absolute configuration a t  6a is R-configuration because of 

the (-)-rotation. 

N-N 6 R1= H 8 R2= +N-h 
c- 

I 
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