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Abstract : The 4chloroS-nimw 2 and I upon treatmmwithsodium~ manangc to give nitromethylene 

tetrazole 4 and 6 respectively. 

Clitocine 1 is a nucleoside with insecticidal and antiviml properties extracted from a clitocybe mushroom.1 
Recently, we were involved in the chemistry of clitocine and its analogues in the quest for novel iusecticides 
and antiviral agents. Chloro compound 2 was selected as a convenient starting material and prepared as 
described.2 
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Compound 2 readily undergoes nucleophilic substitution of the chlorine atom. Thus we tried to synthesize the 
azido compound by reaction of sodium aside in DMP. We did not obtain the azido compound and no product 
was found in the organic phase a&r work-up. But in the aqueous phase after three days, white crystals 
appeared in very good “yield”. The spectroscopic and elemental analyses3 of these crystals showed no 
alteration of the ribose moiety but indicated the disappearance of the pyrimidine ring with incorporation of 
three more nitrogens and a toss of one carbon atom. The presemx of a tetrazole ring was postulated because 
its formation is well described in pyrimidine chemistry4 but the unknown product did not correspond to the 
tked tetrazole derivative Z A careful literature search of nitropyrhnidine chemistry gave us access to an article 
by C. Temple 5 describii the formation of a fbsed oxadiazole oxide (&roxan) which could also be ruled out. 
However, in the same paper, these authors reported the kuation of a rearranged product by acidic sodium 
azide treatment of the chloronitropyrimidine system and then decomposition in DMP at 14!F’ or fbrther acidic 
treatment. Despite their probably wrong conclusion about the position of the double bond outside the tetrazole 
ring (as us they did not see any proton a to the nitro group by NMR), it seems likely that it is this 
rearrangement which occurred in our case and so, we postulate the structure 9 for our white crystals. The 
formation of such a compound csn be descrii as in scheme 1. 
To confirm our proposed &uchne, we attempted an X-Ray study of compound 4. Unfortunately, the crystals 
were too small and only partiai resoiution was &mined. How, the poor resohrtion concerned the ribose 
moiety and the data clearly showed the prsuuux of a nitro group in the conjugated tetrazole system. 
We thus attempted the same transformation on compound 5 This afforded the desired product 6. of which au 
X-Ray structure was easily obtained (scheme 2)6, cdhing the mrmgemat. 
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Our work brought to light and gives tbrther evidence for this rearrangement which seems quite general in this 
family and can be used for the synthesis of potentially insecticidal and antiviral compounds. Moreover, we have 
shown that it takes place in very mild conditions which, for example, ‘do not alter the isopropyhdene group or 
the nucleoside linkage. 
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