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We have p rev ious ly  r epo r t ed  the isolat ion f r o m  Delphinium co rumbosum of a ba se  C26H41NO 6 with mp 
93-95°C [1]. The  alkaloid contains a N-ethyl  group (3 H, t r ip le t  at 1.01 ppm), four  methoxy groups (3 H, 
s inglets  at 3.22, 3.25, 3.30, and 3.36 ppm), and a methylenedioxy group (1 H, s ingle ts  at 4.86 and 4.96 ppm). 
The c loseness  of the NMR and m a s s  spec t r a  of this b a s e  and delcorine,  the absence  in the IR spec t r a  of the 
f o r m e r  of the absorpt ion  band of hydroxy groups,  and a lso  the d i f ference  in thei r  mo lecu l a r  weights by 16 
amu pe rmi t t ed  the assumpt ion  that the b a s e  is deoxydelcorine,  i.e., it d i f fers  f r o m  delcor ine  by the absence  
of the hydroxy group. The m a s s  spec t rum of deoxydelcor ine  (I) is  c h a r a c t e r i s t i c  for  alkaloids with the ly-  
coctonine skeleton and the m a x i m u m  peak is that of an M - 3 1  ion, which shows the p r e s e n c e  of a methoxy 
group at C 1 [2]. 

The p r e s e n c e  in the NMR s p e c t r u m  of the alkaloid of a one-pro ton  t r ip le t  at 3.6 ppm with a coupling 
constant  of ~ 5 Hz enables the second methoxy group to be  placed at C10 and, at the s ame  t ime,  excludes 
the location of any subst i tuents  at C 9 and Cll [3, 4]. Heating (I) with 10% sul fur ic  acid gave demethylenede-  
oxydelcor ine  (II) C25H4tNO6, in the NMR s p e c t r u m  of which the re  a re  no s ignals  of the protons  of a methy l -  
enedioxy group. When demethylenedeoxydelcor ine  was oxidized with one mole  of per iodic  acid, compound 
0II), C24H35NO6, was  obtained with an IR s p e c t r u m  showing the absorpt ion  bands of carbonyl  groups in a f ive -  
m e m b e r e d  ring 0-730 cm -1) and in a s i x - m e m b e r e d  ring 0-680 cm-1). Analysis  of the m a s s  spec t rum @/I417) 
and of the NMR spec t rum (3 H, s inglet  at 3.13 ppm, and 6 H, singlet  at 3.21 ppm; 3 OCH3) shows that as a 
resu l t  of the react ion,  in addition to the c leavage  of the diol sys tem,  the e l iminat ion of a molecule  of me th -  
anol t akes  place.  Fea tu r e s  of the UV s p e c t r u m  (~. C2HsOH228 nm; log ~ 3.8) and the IR spec t rum 1680 

m a x  

c m  -1) show that the double bond f o r m e d  is conjugated with the carbonyl  group in the s i x - m e m b e r e d  ring. In 
the NMR spec t r a  of (III) and of demethy lenesecodemethanolde lcor ine  there  a r e  the signals of two olefinic 
protons  in the f o r m  of a one-pro ton  doublet at 5.98 ppm (J= 9 Hz) with additional splitting of ,,, 1.5 Hz and 
a one-pro ton  quadruplet  at 6.81 ppm with JAX = 9 Hz, JBX= 7 Hz. It follows f r o m  the fac ts  given that the 
a -d io l  s y s t e m  in (ID and the methylenedioxy group in (D a re  located at Cy and C a, and the ready el imination 
of a molecule  of methanol  shows the location of the third methoxy group at Cls [5]. If the lycoctonine ske le-  
ton of deoxydelcor ine  and i ts  emp i r i ca l  and expanded fo rmu la s  a r e  taken into account, the remaining  me th -  
oxy group mus t  be located at Ci9 [1]. 
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