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S y n t h e s i s  of  ( -~)  D i h y d r o c r y p t o s p o r i o p s i n  

The dichlorocyclopentenone I is a metabolite, possess- 
ing antifungal activity, produced by the coprophilous 
fungus Sporormia a/finis Sacc., Bomm and Rouss 1 and by 
a Cryptosporiopsis sp), an imperfect fungus isolated from 
yellow birch, Betula alleghaniensis Britt. The name crypto- 
sporiopsin has been advanced for I ca. Isolation of the 
related metabolite I I  from Periconia macrospinosa has 
recently been reported s. 

Hydrogenation of cryptosporiopsin in ethyl acetate 
solution with a palladium-charcoal catalyst gives rise to a 
dihydro-product III ,  mp 90-96 ~ in which the trans-allyl 
side chain is reduced to a n-propyl group 2b,% In  a previous 
paper ~, we have described the conversion of m-cresol to 
the dichlorocyclopentenone IV, suggesting that  it should 
be feasible to synthesize cryptosporiopsin derivatives by 
hypochlorite-induced rearrangement of appropriately 
substituted phenolsS-L We now report the successful 
application of the hypochlorite-phenol rearrangement in 
the synthesis of racemic dihydrocryptosporiopsin III .  
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Meta-propyl phenol (prepared by reduction of isosafrole 
with sodium in alcohol s ) was treated with chlorine in 
alkaline solution under conditions based on earlier 
studiesl-% The hydroxy acid V (R=H) could be isolated 
from the mixture of acidic products by partition chroma- 
tography on silica gel t  Alternatively, the methyl ester V 
(R=CHa) could more readily be obtained in a pure state, 
mp 144-145 ~ ~0, on chromatography of the mixture result- 
ing from treatment  of the hypochlorite products with 

diazomethane. For the purposes of the synthesis, it was 
found expedient to effect purification at a later stage. 
Accordingly the crude acidic mixture was treated with 
sodium amalgam to effect reduction of the gem-dichIoro 
grouping in V (R=H)~-7. Following esterification with 
diazomethane, chromatography afforded the desired di- 
chlorodihydroxy ester VI n, mp 178-180 ~ (1.5% overall 
yield from m-propyl phenol). 

,Finally,  conversion of VI to racemic dihydroerypto- 
sporiopsin III ,  mp 101-103 ~ was accomplished quantita- 
tively by oxidation with Jones' reagent in acetone. The 
identity of synthetic and natural ly derived material was 
established by IR-, UV-, nuclear magnetic resonance and 
mass-spectrometry. 

Zusammen/assung. Die Synthese von (:h) Dihydro- 
cryptosporiopsin aus 3-Propylphenol wird beschrieben. 
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High- and low-resolution mass-spectrometry, in con- drug could be found in the urine, bu t  instead the drug 
junction with data obtained from a gas-chromatograph Darvon (IV) a could be detected, together with several of 
low-resolution mass-spectrometer computer system, were its metabolites. 
used in the analysis of urine from a patient suspected of In  patients suffering from drug overdose, therapy is 
ingestion of an overdose of Librium e. No indication of this best administered with a thorough knowledge of the 


