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Abstract-Two new a lka lo ids ,  6d/6f-hydmxy-34-methylepimaritidine 

(3-epipapyramine) (4 and 2 )  were i so l a t ed  from the  bulbs  of Narcissus 

t- L. var.  chinensis  Roem. together  with four  known alkaloids ,  

mari t idine,  34-methylmaritidine, epigalanthamine and lycoramine. 

The s t ruc tures  of 4 and 5 were determined on t h e  b a s i s  of t h e i r  IR. W,  

CD, 'H-NMR and MS fragments. 

Narcissus t*a L. var.  chinensie  Roem. (Amaryllidaceae) is  cu l t iva ted  i n  China 

as a decorative p lan t ,  the  bulbs of t h i s  p lan t  were a l s o  used f o r  treatment of 

tumor i n  fo lk  medicine. I n  continuation of our s t ud i e s  on t he  alkaloids  of t h i s  

p lan t  we have reported the  i so l a t i on  of 9 a lkaloids:  lycorine,  t a ze t t i ne .  pluviine, 

pseudolycorine, p r e t aze t t i ne ,  galanthamine, lycorenine, homolycorine and 

t ~ a e m a n t h i d i n e ~ ' ~ .  P r e t aze t t i ne  was proved t o  be one of the  antitumor ac t ive  

 component^.^ We reported here  the  i so l a t i on  and s t r uc tu r e  e lucidat ion of two new 

a lka lo ids  of 6-hydroxy-5,lOb-ethanophenanthridine type: 6d/6p-hydroxy-34- 

methylepimaritidine (4 and 2 )  a p a i r  of C-3-epimer of papyramine (5 and 2 ) .  These 

two new a lka lo ids  were i so l a t ed  together  as an inseparable mixture from the  weak 

basic  f r a c t i on  along with two known alkaloids ,  maritidine (1) and 34-methyl- 

mari t idine (2)  by repeated chromatography over alumina column, eluted with 

chloroform and pur i f ied  by preparat ive t h i n  layer  chromatography on s i l i c a  ge l  

p l a t e s  e lu ted  with chloroform-methanol ( 4 : l .  V/V). Additionally,  two other  hovn  

a lka lo ids ,  epigalanthamine (8) and lycoramine (9)  have a l s o  been i so la ted  from 

the  mother l iquor  of p re taze t t ine .  The i den t i f i c a t i on  of 1, 2. g and 2 was 

ca r r i ed  out by comparison of t h e i r  melting points  and spec t r a l  da ta  with those of 

t he  authent ic  samples. There w a s  a f i r s t  repor t  of i s o l a t i o n  of 1. 1, 8 and 3 from 

t h i s  p l an t .  

6d/6p-Hydroxy-34-methylepimaritidine (4 and 5 ) :  pale  yellow c ry s t a l s ,  Rf 0.60 



s i l i c a  g e l  60 F254 p l a t e ,  chloroform-methanol (8:2,  v /v) ,  ( d ) F - 1 0 . 2 ~  (c=0.45, 

chloroform). The UV spectrum A F ~  nm(1ogE): 232(3.86), 283(3.42) and t h e  I R  

spectrum (3400, 1600, 1505 cm-' ) showed t h e  c h a r a c t e r i s t i c  absorption of a 

hydroxy group and an aromatic r i n g  containing methoxy groups. 

The m a s s  spectrum and its fragmentation p a t t e r n  of 4 and 2 were very s i m i l a r  t o  

those  of 6 and 1 i s o l a t e d  from Narcissus papyraceus ~er- awl.^ The high r e s o l u t i o n  

m a s s  spectrum showed t h a t  t h e  epimers 4 and 5 have a MW of 317.1602 cons i s t en t  

with molecular formula of C18H2$04 calcd.  m/z 31 7.1627. which w a s  i d e n t i c a l  wi th  

t h a t  of papyramine (6 and 1 ) .  The fragmentation p a t t e r n  of 4 and 5 is very s i m i l a r  

t o  those  of 6 and I. The base peak a t  m/z 262 (M+' -C$~N)  is c h a r a c t e r i s t i c  f o r  

t h e  a l k a l o i d s  in t h e  c r i n i n e  s e r i e s  with a double bond between C-1 and C-2 and no 

hydroxy s u b s t i t u e n t  a t  C-11. The mass spectrum a l s o  confirmed t h e  exis tence of 

both an a l i p h a t i c  OMe and OH groups i n  t h e  epimers. There were peaks a t  m/z 286 

( ~ + ' 4 ~ e ) ,  ~oo(M+'-oH) and a t  m/z 268 (M+' -CH502), which must be formed by 

e l iminat ion of both OMe and OH groups i n  add i t ion  t o  H. from M+' . Both t h e  

resemblance of t h e  fragmentation of 4 and 5 with t h a t  of papyramine ( 6  and 2) a t  

t h e  ready expulsion of t h e  OH group were compatible with l o c a t i o n  of OMe group 

a t  C-3  and t h e  OH group a t  t h e  benzylic C-6 which has  been deduced from t h e  

'R-NMR spectrum ( s e e  Pig .  1 ) .  51699'12 Comparison of t h e  proton magnetic resonance 

s p e c t r a  of 4 and 5 with those  of 6 and 2 a l s o  showed t h e i r  c lose  re la t ionsh ip .  
1 

The H-NMR spectrum (90 MHz in CDCl?) of 4 and 5 showed t h e  important s igna l s :  

7.05, 6.90, 6.83 and 6.80 (2H, s, two aromatic p r o t o n s ) ,  6.60 (lH, dd, J=lOHz, 

3.5Hz. H-1 ), 5.75-6.10(2H, m, H-2 and C-64JH). 6.13 and 5.W ( lH,  s, H-6), 3.39 

and 3.37 (3H, s, C-34Me), 3.89 (6R, s ,  two aromatic methoxy protons) .  

1 The H-NMR spectrum ind ica ted  t h a t  these  were two C-6 epimers i n  t h e  Solut ion and 

t h a t  t h e  4 and 5 were C-3 epimers of 6 and I. The evidence of t h i s  is  t h a t  t h e  

s i g n a l s  of H-1 were appeared a t  6.60. a s  a double of doublet with coupling 
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cons tan t  J1,2=10 Hz and JlV3=3.5 Hz, which were similar t o  those  of epimar i t id ine  

(2). but not  t o  those  of papyramine (5 and 2 ) .  ( see  Table  1 )  5.7.10 

1 Table 1 .  Comparison of H-NMR s p e c t r a l  Data a )  

1 - 2 - 2 3.1 6.2 

H-1 6.666 6.49dd 6.558 6.60dd 6.666 

H-2 5.95dd 5.828 6.11dd 5.90~1 6.00dd 

H-3 4.3m 4.4m 4.3m 4.lm 4.Om 

J1 ,2 10 1 0  10 10 10 

J2 ,3  5 
0 5 1 . 5  5 

J l  , 3  
0 2 0 3.5 0 

a )  90 MHz, (ppm) downfield from l'MS i n  0 C 1 3  

F igure  1 .  Mass S p e c t r a l  Fragments of 4.1 and 6.2 

The CD spectrum of 4 and 5 were a l s o  similar t o  those  of papyramine ( 6  and 2 ) .  On 

t h e  b a s i s  of t h e s e  s p e c t r a l  d a t a  s t r u c t u r e s  of 4 and 5 were ass igned t o  be 

6d/6P-hydroxy-34-methylePimaritidine a p a i r  of C-3 epimers of papyramine ( 6  and 

71,  corresponding t o  6-hydroxy-5.10b-ethanophenanthridine a l k a l o i d s  of - 
haemanthidine-type. 11.13 
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