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. ~ b s i r a c r  - Anriinflammatory chulicsiline, the first ajacunine-type alkaloid 
hearing ail oxygen fuucrion at C6, has brcn isolated f r o m  Thnlictrum a, 
and i r s  siruccorr and st*reochemisLry have been established by spectral data 

~ r d  a slnglr-crya~al - X-ray andlysls. 

lie reporred  on the isolar~an of th~licsessine ( I ) ,  a spiradine-cype C -diterpenoid 20 

~ l ! k a l , , i d  i r um the roots oi Thalictrum sessile ~nyata.' Furrher investigations on bioactive 

~ , ~ l ~ i m u n d s  w i t h  novel s r c u c r u r e s  f r o m  this same plant have now resulted in the isolation of a new 

.jircunmu-~yl,r2 c -diierprnoid alkaloid, chalicsiline (2). which was characterized on the basis 
2U 

oi spectral data  in conjunction virh a single-crystal X-ray analysis. Thaliesiline demonstrated 

algniiiiliinl onrilni1~mmd;ory nctivlry in rats. 3 

Th;.l~csilinc ( 2 )  [C241135N05, a/z 417.2481 (2'). mp 183-186 'C, 120-11.4' (5 0.1, MeOll) was 

lsolatrd in 0.000212 yield and shoved ir bands (Nujol) at 3540 (OH), 1720 and 1240 (acetyl), and 

0 c 1  ( I ) .  The presence of an ajaconinc-type [C(I)- C(20) carhinolamine ether linkage] 

sliulatui~ in 2 was indicated by cmiparison of the 13c nmr chemical shift values4 with licerarure 

5 , 6  
b r a .  The lli nmr specrruin (1100 ilHr, CDCl ) of 2 is in accord with the assigned structure. 

3 

Prescr.cc u i  an oxarulidinr ring system was revealed by a five-proton rnultiplet pattern between 
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A3.00 aud 4.10,  i n  which t h e  p ro ton  ar  C(19) occurs as a d i s t i n c t  e p i m e r i c  p a i r  of s i g n a l s  a t  

64.11 [ ( s ) ]  and 3.86 [ ( R ) ]  i n  a r a t i o  of ca. 1 : 3 ,  a phenomenon which is a l s o  common i n  t h e  

s p i r a s i n e  ~ e r r r s . ~  o t h e r  ep i lo r r i c  pa i r s ,  a double r  of d o u b l e t s  ( J  = 2.40 Hz) a t  6  5.32 and 5.67 as 

w e l l  as s i n g l e t s  a t  62.05 and 2.06, i n  approx imate ly  t h e  same r a t i o  of 1:3  for each ,  were a s s i g n e d  

cu  tl-C(6) ~ n d  MeCOO-C(6), r e s p e c t i v e l y .  The rest  of t h e  c h a r a c t e r i s r i c  p a i r s  of s i g n a l s  ( a l l *  

1 : 3 )  was a s s i g n e d  a, f a l l o w s :  64.82 and 4.58 [H-C(ZO)], 1.31 and 1.30 [Me-C(16)], and 0.94 and 

1.11 [Nc-C(4)]. 

The co8opleLe srrucLure and r e l a t i v e  e r e r r o c h e m i s t r y  o f  2  were d e f i n e d  u n e q u i v o c a l l y  by a s i n g l e -  

cryst .11 - Y-ray a n a l y s i s .  -- C r y s t a l  d a m .  C 11 NO (?), ! = 417.55, monoc l in ic ,  s p a c e  g roup  PZ1, % 
24 35 5 

= lU.OuU(3). 1 = 1 2 . 9 8 3 ( 2 ) ,  5 = 8 .879(2)  i, R = 107.86(2)' ,  = 1097.2 i3, Z = 2 ,  D = 1.264 6: 
T 

-3 -1 
ca , p(Cu-!ju r a d ~ a r i o n , A =  1.5418 A) = 6.7 cm . I n t e n s i t y  d a t a  (+h, +k, fg; 2051 independent  

furrus) i r , m  i c r y s t a l  or dimens ions  0.12 x 0.14 n 0.05 mm were recorded  on an Enraf-Nonius CAD-4 

d i f t r d c c o r u c t e r  (Cu-KO r a d i a t i o n ,  incident-beam g r a p h i t e  monochromator;w-20 scans, - 'max = 67"). 

Yne c r y s e a l  s t r u c t u r e  was s o l v e d  by d i r e c t  a e t h o d s  (MULTAN11/82). Hydrogen atoms were l o c a t e d  i n  

.I d i i l e r c t l c c  Ivnirricr s y n t h e s i s .  F u l l - u c r i x  l e a s t - s q u a r e s  re f inement  (Enral-Nonius SDP) of non- 

lifdrl,i:uii i d l o l o  ~ p u s i l i o n n l  and n n i s o r r o p i c  rherm.ll pa rawetccs ,  w i t h  hydrogen atoms i n c l u d e d  a t  t h e i r  

2  i..ilcul.ilcd ipos l t ions ,  collvargcd a t  R = 0.042 [R = 0.055,  = 115 OFd)] over 1284 reflections - 'W 

wiLi1 - 1. 3.0" ( I ) . ~  A view of  the  :."lid-state conformat ion  i s  p rov ided  i n  P i g u r r  1. I n  t h e  

cryaL.i ls ,  ~ o u l m u l e s  oi 2  r e l a t e d  by u n i t - t r a n s l a t i o n  a lone c are a s s o c i a r e d  by a n  0-11 . . . 0  - 

lhytirugcn bond [ 0 ( 2 6 )  . . . O(29) 2.924(5)  11. 
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