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Vary few dark pl@ente, found in plant kingdom, have been inveetlge- 

ted l o far. Wo have now examined the brown amorphous product contained in 

the rporee of Uetll~o maydie DC. (oorn emut, oorn ergot), a well-known 

oorn paraeite. 

puwue l p0r.e (40 fr), meohanioally laolated from tumoure of corn 

plants, wore ooatinuouely utraoted first with hot light petroleum (66 

80°C) and then with hot ethanol. Tho matorial thue obtained, after drying 

et 60eC, M alupended in oono EC1 (300 ml) and left at roan tamp for 14 

da.yel It wae then oeatrliuged, washed with water and sucoeaeively ulth 

ethanol. 

The pigment, furthor puriflod by oontinuuum extraction with ethanol 

and tetrabydrofuran, saa kept in boiling 6B EC1 for 200 hr, ooatriiugad and 

washed with 1 '/ HCl, water and evontually aooton. A brown, amorphous poudu 

(3.12 g), ineolublo In any aolvent , wae obtained. For aamly818 the material 

1u dried over phoephorlo oxide In vaouo, at 80*C for 24 hr (Fomdt C, 61.81) 

8, 3.89). It oontolned traoom of nltrogan, probably duo to the premonoe of 

uarmovod impurltloo, but nm doomed ~floloatly pure for mubmquont work. 

Whon heated in a atrou of nitrogur, the piwent yielded oatoohol, 

identified by ohraatography and eleotrophoreele. Moreover, oateohol, prw 

tooatoohulo aold and l llo;yllo aold were obtalnod by alkali fusion of Untl- 

l 
Thlr lnveetigotion wae aupportod by the NatlomaI Canoer Inetltute, 

Eeeoaroh &ant C2-5220, Publio Eealth Sorvioo, U.S.A. 

997 



998 Ustilago mslanin No.15 

lag0 meLain. 

Since theeo results suggested that the pigment under investigation 

could be related to oateohol melanin, we eubjected a bioeynthetioslly prs 

pared ca,techol melanin (1) to heating and to alkali fusion in the came erpe- 

rimental conditions used for Ustilago melanin1 even in thie 0888, the abc- 

ve aaid degradation products were obtained. 

The identification of cstechol in the ethanolio extract of fungus 

spores further strengthen the position of oateohol a8 the preoureor in the 

biogenes:e of the naturally occurring pigment. 

The formation of salioylic acid from Ustilago end catechol melanin6 

by alkal:. fusion can be explained by aeeuming the preeenoe in the polymers 

of ether linkages8 the isolation of diphenylenedioxide-5,Cquinone among 

the enzynic oxidation products Of cateohol (2) proves that carbon-oxygen ccu- 

pling occurs during melanogenesia. 

Such linked unite can originate salioylic acid by degradation, for 

example according to the following schemer 

OH OH OH 

Shculd this hypothesis be correct , even the in vivo polymeriaation 

proceeder;, at least partially, by free radioal intermediatee. 

Full details of this inveetigation will be published elsewhere. 
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