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N e o e c h i n u l i n  D,  a N e w  I s o p r e n y l a t e d  D e h y d r o t r y p t o p h y l  M e t a b o l i t e  f r o m  Aspergillus amstelodami 

Moulds of the  genus Aspergillus were previous ly  shown 
to  conta in  a n u m b e r  of closely re la ted i soprenyla ted  
d e h y d r o t r y p t o p h y l  der ivat ives  conta in ing  a dioxo or 
t r ioxopiperaz ine  ring, all of which are charac te r ized  by  an 
a, e -d imethyla l ly l  chain  a t  the  2-posit ion of t he  indole 
nucleus 1-4 

We repor t  here isolation and s t ruc tura l  de t e rmina t ion  
of a novel  i soprenyla ted  d e h y d r o t r y p t o p h y l  metabol i t e  
f rom Aspergillus amstelodami, which we called neo- 
echinul in  D. 
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Neoechinul in  D was isolated f rom the  crude ethereal  
ex t rac t  of the  myce l ium (74 g) by  column chromato -  
g raphy  over  silica gel 60 (Merck 70-230 mesh) e luted wi th  
hexane  : e thy l  ace ta te  (1: 1); 100 ml fract ions were collect- 
ed. After check TLC, the  fract ions 54 83 combined  gave 
a compound  (100 mg) which  was fu r the r  purif ied by  
p r epa ra t i ve  TLC and crystal l ized f rom pe t ro leum e ther :  
benzene as ivory cristals m.p.  223 225~ [ ~ 0  = --1.3. 

Phys ica l  and chemical  da ta  clearly indica ted  t h a t  the  
new compound  is cyclo-alanyl-2-e,  e-dimethyla l ly l -6-  7, 
y-d imethyla l ly l  d e h y d r o t r y p t o p h y l  (I): m/e 391 M + 
IC24H29NaO2] ; ZmaxFtOH (log e) 231 (4.53), 265 sh (4.06), 
296 (4.02), 345 (4.04) 5 n m ;  V,,ax (KBr) 3340, 2940, 1670, 
and 1630 cm t. In  the  1H N M R - s p e c t r u m  (CDCla) a signal 
at  6 7.10 accounted  for the  p ro ton  presen t  on the  double  
bond,  con juga ted  to the  a romat ic  sys tem (C s H), con- 
s i s tent ly  wi th  t h a t  of neoechinul in  1, while the  presence of 
the  cyclo-alanyl  mo ie ty  was conf i rmed by  two signals a t  
d 4.20 (quar te t  of doublets) ,  and at  1.56 (d) [J H - C H  3 6Hz, 
J u - N H  1 Hz~. 

The s t ruc ture  was fu r ther  conf i rmed by  compar i son  
wi th  the  cor responding  da t a  of echinulin% neoechinul in  1 
(II), and neoechinul in  A (III),  B (IV), and C (V)2. 

On alkaline hydrolys is  (with 0.1 N N a O H / E t O H  at  
75~ for 24 h) neoechinul in  D afforded 2-a ,a -d imethyl -  
a l ly l -6-y ,y-dimethyla l ly l  indole and the  cor responding  
3-formylindole, ident i f ied by  compar ison  wi th  the  p roduc t s  
obta ined from the  hydrolys is  of neoechinul in  and neo- 
echinulin C. All the  chemical  and the  spec t rographyca l  
da ta  were consis tent .  

Catalyt ic  (Pt  f rom PtO~) hydrogena t ion  of neoechinul in  
1) a t  120 arm.,  room tempera tu re ,  afforded a co mp ound  
whose da t a  were cons i s t en t  wi th  the  h y d r o g e n a t e d  neo- 
echinulin C: m/e 395 M + [C24H3aNaO2]. in  the  1H N M R  
(CDC13), b o t h  the  allylic chains appear  h y d r o g e n a t e d  
while the  unsa tu ra t ion  Cs C 9 remains  a t  6 7.10 (1 H, s). 

Summary. Isola t ion and  s t ruc tura l  de t e rmina t i on  of a 
novel  i soprenyla ted  d e h y d r o t r y p t o p h y l  metabol i t e  f rom 
Aspergillus amstelodami, neoechinul in  D, is repor ted .  
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