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T w o  N o v e l  Metabo l i t e s  of Aspergillus fonsecaeus 
A previous  inves t iga t ion  into the  metabol ic  products  of 

Aspergillus [onsecaeus ( N . R . R . L . 6 7 ,  16-1) 1 led to the  
isolation of the  yel low substance fonsecin, the  s t ructure  
of which was subsequent ly  established as I ~. 

This  repor t  deals wi th  2 minor  p igments  which we 
have  isolated f rom the  same source, hav ing  the  s t ructures  
n and IV. They  possess a naph topyranone  nucleus like 
the  known pigments  fonsecin (I) 2 and rubrofusar in  (h i )  ~, 
f rom which t h e y  tu rn  out  to be the  corresponding 
na tura l ly  occurr ing monome thy l  ethers.  We  propose for 
them the  names fonsecin B and rubrofusar in  B, respect ive-  
ly. 

Tile mix tu re  of p igments  was ex t rac ted  wi th  e thyl  
aceta te  f rom the  air-dried mycel ium.  Dried ext rac ts  
afforded a solid residue (3 g) which was submi t t ed  to 
chromatography  on a silicic acid column. The  methy lene  
chloride eluates conta ined a yellow band from which 
crystal l ized rubrofusarin B (IV), (65mg), yel low needles, 
m.p. 213 ~ (chloroform-benzene).  The NMR-spec t rum 
(DMSO-d6) showed the  following signMs: 6 2.36 ppm 
(3H, s, CCH~); 3.88 (6H, s, 20CHA) ; 6.12 (1 H, s, CA-H); 
6.43 (1 H, d, J = 2.5 Hz,  C~-H); 6,78 (1 H, d, J = 2.5 Hz,  
Cp-H) ; 7.09 (1 H, s, C10-H); 14.77 (1H, s, OH) indicat ing 
t h a t  rubrofusar in  13 can be formula ted  as 2-methyl-5- 
hyd roxy-6 ,8 -d ime thoxy-4H-naph to  [2,3-b~ pyran-4-one 
(IV) fur ther  confirmed by  a mixed  fusion, comparison of 
IR-spec t ra  and th in  layer  ch romatography  (silica gel, 
chloroform, Rf  0.40) wi th  an au then t ic  sample. This  
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compound  is a na tura l  o-methyl  de r iva t ive  of rubro- 
fusarin and was previous ly  prepared  by  me thy la t ion  of 
na tura l  rubrofusa in  and chemical  synthesis  by  SmBATA 
et al. *, who named i t  rubrofusar in  monomethy le the r  B. 

The  second compound  of the  above-ment ioned  co lumn 
was eluted by increasing the  po la r i ty  of the  solvent  and, 
af ter  fur ther  pur i f ica t ion  by TLC, crysta l l ine  fonsecin B 
(II) was obta ined  (68 rag), yel low needles, m.p.  176 ~ 
(acetone-water).  Fonsecin B proved  to be ident ical  wi th  
the  monomethy le the r  of fonsecin, p repared  by  t rea t ing  
the  l a t t e r  wi th  d iazomethane  ~, by  IR ,  mixed  re.p_ and 
TLC (silica gel, ch lo ro fo rm:me thano l  97:3, R f  0.67) and 
its s t ructure  is therefore  2-methyl -2 ,5-d ihydroxy-6 ,8-  
d ime tboxy-2 ,3 -d ihydro -4H-naph to  [2,3-b] pyran-4~one 
(II). The  NI~IR-spectrum (DMSO-ds) of fonseein B ex- 
h ib i ted  the  following signals:  ~ 1.62 p p m  (3H, s, CCHA); 
2.83 (1H, s, CA-H) ; 3.07 (1H, s, C~-H') ; 3.85 (6H, s, OCHA) ; 
6.37 (1H, d, J = 2.5 Hz, CT-H ; 6.56 (1H, s, Ct0-H); 6.69 
(1H, d, J = 2.5 Hz,  C~-H); 7.01 (1H, broad s, C2-OH); 
14.10 (1H, s, C~-OH) which are in agreement  wi th  
s t ruc ture  (II). 

We  also repor t  here t h a t  rubrofusar in  B can be obta ined  
by chemical  dehydra t ion  of fonsecin B, applying the  
condit ions s ta ted by TRAYNELIS et  al. 5 for the  dehydra-  
tion of alcohols. When  fonsecin B (10 rag) in d imethyI-  
sulfoxide (1 ml) was hea ted  for 8 h at  170~ dehydra t ion  
occurred and a crystal l ine dehydra ted  p roduc t  could be 
obta ined by  remova l  of the  so lvent  and TLC. I t  was 
shown to  be ident ical  wi th  rubrofusar in  B by I R ,  mixed  
m.p. and TLC. This  dehydra t ion  is another  example  of 
the  s imilar  react ion described for 2 -hydroxychromanone  
compounds  ~. 

The proposed hyd roxypy ranone  s t ructures  for Ionsecin 
(I) and fonsecin B (II) and the  close s t ructura l  re la t ion of 
these substances wi th  rubrofusar in  (III)  are confirmed~. 

Resumen. De} Aspergillus /onsecaeus ( N . R . R . L .  67, 
O 16-1) se ban ais lado dos nuevos  p igmentos  que fueron 
identif ieados como monomet i l  6teres de la fonsecina y de 
la rubrofusarina,  respec t ivamente .  
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