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By p repa ra t i ve  ch romatography  on Whatman No. 3 pape r  in the ch lo ro fo rm s y s t e m  we have i so la ted  
f r o m  e rgo t  of the ergotoxine s t ra in  a new alkaloid with the composi t ion C21H2602N4, mp 152.5-154°C (f rom 
methanol) ,  [ a ]~  - 8 0 . 8  ° (c 0.47; ch loroform) ,  tool.  wt. 366 (mass  spec t romet ry )  which we have cal led e r -  
govalide (13. The base f o r m s  a hydrochlor ide  with mp 273-275°C (decomp.) .  

• . CH3OH 
The UV spec t rum of e r g o v m i o e ( k m a  x 315 nm; log £ 4.02; kmin 270 n_m, log £ 3.30) is  identical  with 

that  of l y se rg i c  acid [1]; in the IR s pec t rum  there  a re  absorpt ion bands at (cm-1): 3430, 3330, 3230 (> NH), 
a broad band at  1670 (--C--N--), and bands at 1550 and 1475 cm -1 ( - C = C -  of an a roma t i c  ring).  
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In the NMR s pec t rum  (CDCI 3 solution) of e rgoval ide  the s ignals  of a roma t i c  protons ,  of an olefinic 
proton,  and of the protons  of a methyl  group at tached to ni t rogen appear  in the same  posi t ions  as  in the 
spec t rum of e rgome t r ine .  This  shows the c loseness  of the s t ruc tu re  of ergoval ide  to that  of e rgomet r ine .  
In addition to this,  in ergoval ide  the re  a r e  s ignals  cha rac t e r i s t i c  for  a valine residue:  2CH 3 - 0.80 and 
0.90 ppm; Ca l l  - 2.25 ppm; CfltI - 4.43 ppm; NH - 7.7 ppm; JCaH=CflH 5.1, JNHCH 8.3 Hz. 

In the m a s s  s pec t r a  of ergoval ide  and of e rgome t r i ne  there  a r e  intense mo lecu l a r  peaks:  M + 366 and 
M + 325 ( respec t ive ly) ,  and a number  of peaks  of medium intensi ty  with the same  m / e  values  - 223, 221, 
207, 196, 192, 167, 154, 111 - which shows the s imi l a r i t y  of thei r  s t r uc tu r e s  and the p re sence  in the m a s s  
s p e c t r a  of both of them of a common f r agmen t  having the same  s t ruc ture  as in ly se rg ic  acid. Peaks  with 
m / e  223 in the s pec t r a  of both compounds show that  the spli t t ing out of a radica l  with 143 ainu f rom e r -  
govalide and with 102 ainu f rom e r g o m e t r i n e  took place.  The even -numbered  molecu la r  weight of e rgo -  
val ide and the e l iminat ion of an odd-numbered  f r agmen t  with 143 ainu shows that  the number  of ni t rogen 
a toms  in ergoval ide  is  even and that  a f r agmen t  containing two ni trogen a toms  is  e l iminated,  while in e r -  
gomet r ine  the m o l e c u l a r  weight i s  odd and an even -numbered  f r agmen t  with one n i t rogen a tom is  e l im i -  
nated. Af ter  the acid hydro lys i s  of ergoval ide ,  we identified valine (]I) (paper chromatography)  and a m -  
monia  ( N e s s l e r ' s  reagent) ;  and a f te r  alkaline hydro lys i s  We found lyse rg ic  acid (lid (paper chromatography) .  
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The r e su l t s  obtained pe rm i t  the s t ruc tu re  of N- lyse rgy lva ly lamide  to be p roposed  as the m o s t  p rob-  
able for  ergoval ide .  

The amount of ergoval ide  in the combined alkaloids of the ergotoxine s t r a in  of e rgo t  is  about 10%, 
and in the e r g o m e t r i n e  s t r a in  10-20%. 
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