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The derulfuriration of 3,6-epidithio-3,6-dieth~xycarbon~l-I ,4-dimethyl-2,5-piperarinedione(1) with two 

equivalent of triphenyl phosphine(Ph3P) in  anhyd tetrohydrofuradTHF) removed both sulfur atoms to form a 

2,5 dimeric compound, 1,2,5 ,6-tetraethoxycarbonyl-3,8,10,12-tetramethyl-3,8,10,12-tetraazo-tricyclo~.2.2.2 1 

dodeurne-4,7,9,1 I-tetraone(ll), in  55% yield, and the epimonorulfide war not iroloted. However derulfuritation 

of the corresponding epimonorulfide whish war prepred by the other method, gave I1 in 72% yield under 

rimilor reaction conditions. When I war treated with Ph P in aqueous THF, I1 war not irolated but 3.6-diethoxy- 
3 

corbanyl-l ,4-dimethyl-3-hydrony-2.5-piperazinedion wor obtained in 52% yield. The derulfurirotion of I 

with Ph P in the presence of phenol gove the corresponding 3-phenoxy derivative. The derulfurirotion of I with 
3 

Ph3P in  ethyl vinyl ether gave II ond a cyoloaddition product, 1,4-diethoxycarbonyl-2,5-dimethyl-7-ethoxy- 

2,5-diozabicyclo[2.2.2] octane-3,6-dime. These rerultr suggested thot II may be derived by the dimerimtion 

of the 1,4-dipole formed as on intermediate during the derulfuriration of I. In the presence of benzofuron, 

indole, and rkotole the derulfurirotion of I gave two isomeric cyclooddition products, respectively. 

As for the derulfurisation of open chain analogs, the reaction of dithiobit(acetom1domolonate) with Ph3P in  

THF wor carried out and no dimeric product war irolated , but asetamidomalonote(32%) and 5-ethoxy-4-ethoxy- 

carbonyl-2-methylox~zoIe(28%) were obtained. Under rimilor conditions dithiobir(phtholimidomaIonote) and 

N,NC-dithi~bir(~hthalimide) gave only reduced compound or the main product, respectively. 


