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The recent report of an elegant stereospecific olefin synthesis by Corey and Winter (1) 

and its very practical application in ths synthesis of unsaturated sugars by HortonandTurner 

(2) hwe amused great interest. An important intermediate in this synthesis is N,N'-thiccar- 

bonyldiinidazole, I. 

cZmpou& I first was reported by H. A. Staab (3), who prepared it according to the equation 

1. Inhisrqort he gave m experimsntal details. 

Staab observed a melting point of 10%105T for I. Later Ried and Beck (4) reported the prepa- 

x&ion of I by the sams reaction using benzene as solvent. Theyobeemedameltingpointof 

95% for the material obtained after recrystal.l.isation from pet. ether. H. A. Stab and G. 

Walther (5) in a later mrs detailed paper disputed the properties of I given by Ried and Beck. 

!I’he prepmationof1 they described as according to equationlusingamixture of benzene and 

chlorofoIm as solvent. The imidazoli.nimhydrmhloridewhichprecipitated duringthe course of 

the reaction was filtered off and the filtrate on evaporation gave a canpound melting at 96-1OoOC. 

Fkcrystallisationfrcmtetna@dmfumnfollowed bysublimationin vacm gaveyellowcrystals of -- 

1 having a melting point of 105-106°C. 

The most recently &scribed method of Sksb and Walther is time consuning and much effort 

isnecessarytoobtainapurs product. WebavepreperedI accordingtoequation 2. 
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tkthiophxgenebythsra&ctiaxof pemhbmst&lmemaptm using tetmlin (7). Tb volath 

trimt?!thylchl~andthssolventcanbe remvad~vacumdistillatimatmartaqmtum. 

Thsbrightyellaurasi&eobtainsddirectlyfrrmthisrea&on,withouttedIau~Mdal 

andsuhlinratian,isMdlytiaallypuRandhksthcBaaremel~pointad~ -as 

thatfcrthepmifiedca@amdqortedbyStaabandWalther. Theyieldisesamtiallyqumtita- 

tive. 

In a typical pmpamticn, 18.2g (130 mmles) of tcb&@.silylhhzole wss plmed almg 

with lOOoz! of ~banzene(diailledfram~)inactry20(hllandbottcrflaskfi~ 

witharefluxomdmmr~ adrieritetube. Thflaskhadasidsamclosadoffwitha 

-cap* The ax&intswzra cooledwithanice bath. !rhssolutionwassiimedlnsgneticdlly 

and 7.5gm (65 msploles) of tiophosgens was 81-1~ introduxd fmnasyriqaintothereaction 

flaskthmughtheseNncappedsi&ann. Rsactionent3uad~tely.Afterthsadditialwas 

ampletetb contentswera stimadforamthrl&rtoensum thztotal~ Thaa-ndemer 

uasreplacedwithavacurmtakadffwithastrewofcbyni~g~ swaephgtheappamtus.Ths 

~~ionvesselthenwasevacuatedanddilthevolat~(~andt~ 

At=teddby ~~)~prmpedoffintoaliquidnitmgencooledvaportrap. 

l%sLrightyellmpowdsrmmining int~reactionvescoelattheendofthisdistilLation0an 

beuseddirectlywithout additiamlpurificationforfurtbrexperhnts. 

- 

1) E. J. Corey ard R. A. E. Winter, J. Am. Chn. Sot., 85, 2677 (1963) 
- 

2) D. Horton and W. N. Turner, e I&texs, 2531 Cl9641 

3) Ii. A. Staab, Angsw. Chm., 3 148 (1961) 
- 

IO W. Ried and B. M. Beck, AnnAnn, 6'&, 96 (1961) 

5) H. A. Staab and 6. Walt&m?, s, 657, 98 (1962) 

6) L. Birkoffer and A. Ritter, AngRJ. Chem Interxmt. Edit., '&, 427 (1965) 

7) n. B6gemmn, s. Peterson, 0. E. schJlt2 and H. still, in I+mnben, Wayl-Mlller,'%mhcdender . orpu&mn chede”, part 4, Vol. 9, Paga 789, Verlag G. Thiene, Stuttgart (1955) 


