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We have previously reported the isolation f rom Delphinium dic tyocarpum of a new alkaloid, dictyo- 
carpine,  for  which a s t ructure  was proposed,  although the position of one of the methoxy groups remained 
undete rmined [ 1]. 

We suggested that the hydroxy group was located at C13 on the basis  of the shift in the signal of the 
Clo proton. This shift was explained by the deshlelding influence of a hydroxy group at Cir. To confi rm 
this hypothesis,  we have per formed the passage f rom eldeltne (f, R 1 =OAc ,  R2=OCH3, R3=OH ) todelpheline 
(I, Ri=OH, R2=OCH3, R3=H), which differs f rom the fo rmer  by the absence of a hydroxy group at C13 [2, 3]. 
For  this purpose we obtained acetyleldeline (I, R 1 = R 2 = OAc, R 2 = OCH3), C 29H43NOg, mp 155-156°C. The 
pyrolys is  of acetyleldeline at 210-2200C for  30 rain in vacuum gave dehydroacetyldelpheline (I, Rt=OAc,  
R 2 =OCH 3, A12), C2?H~NO ?, mp 146-148°C. Catalytic hydrogenation of dehydroacetyldelpheline over  platinum 
in ethanol led to acetyldelpheline {I, R I =OAc, R2=OCH3, R3=H), C27H41NO 7, mp 120-123°C. Hydrolysis of 

t h e  la t ter  with methanolic caust ic  soda gave delpheltne (I, R t =OH, R 2 = OCH 3, R 3 = H), C25H~NO6, mp 215- 
217"C. 

According to the NMR spec t rum (see Table 1), the removal  of the hydroxy group f rom C13 leads to a 
displacement of the signal of the Clo proton to the normal  value. The facts given show that the C13-hydroxy 
group does actually exer t  a deshieldlng influence on the Cm-fl-proton. The shielding influence of anacetoxy 
group at C 6 on the protons of the t e r t i a ry  methyl and methylenedloxy groups can be seen f rom the same 
table. 

! 

For  a final proof  of the s t ructure  of dictyocarpine,  we methylated dlctyocarpinine (I, RI=R2=R3=OH) 
and eldelidine (I, Rt=R3=OH, R2=OCHs) with methyl iodide in the presence  of sodium hydride. The meth-  
ylatlon products of the two bases  were identical. The corre la t ion  performed showed that the remaining 
methoxy group in dictyocarpine is located at C15. 

TABLE 1. Chemical Shifts (6 scale) 

a-proton B-Proton C-CrI,, Ctl,O~ arcs ' at Clo , Substance ppm ppm ppm ppm 

Eldeline 
Eldelidine 
Dictyoearpine 
Dictyocarptnine 
Dehydroacetyl- 

delplmline 
Dehydr9 .del.ph.eline 
Acetylaetpnetine 
Delpheline 

0,85 
0,90 
0,81 
0,91 

0,83 
0,91 
0.79 
0,86 

4,80 485 
4,99 5,1)6 
4,87 4,92 
5,02 5,14 

4,89 4,89 
5,03 5,13 
4,82 4,85 
5,01 5,08 

5,41 
4 , ~  
5,42 
4 , ~  

5 , ~  
4,18 
5,M 
4,14 

4,1 
4,1 
4,55 
4.55 

3,90 
4,02 
3,70 
3,62 
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