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A CONVMIM SYNTlfEIS OF BIS(o-m)CUlFIDE 

Jkpartaent of Cbealstry, Seoul Natlcnal Unlvemlty, Saoul 151-742. Ecma 

slrrary: l&actions of 5-arylthlanthrenlua percblcmtes with arylthlolates in tetrabydmfumn at amblent 
teaperatum under nltmgen atacsphem affordsd bls(o-arylasxaptophenylkulfldss in excellent yields. 

Synthesis of polyaryl thlcetbers such as blskphenylaemaptuphsnylkulflds and a-blskphenylasr 

captopheny1~~~@~)bnzene has attracted aucb interests because they can be utilized not only as 

addltlws for the polyphenyl ethers and phenoxyblpbenyls to lapmve tbe oxldatlcn stability but also as 

high-teapsmture hydraulic fluids, lubricants. and heat-transfer f1ulds.l These ccapaun% and other 

pclyaryl thlcethem have generally been synthesized by the nucleophlllc dlsplaceaent of aryl helldes with 

an alkall aetal thlolate in an aalde solvent by heating at high teapsmtum for the longer rsactlon tlae.* 

Althcugh synthssls of blskJ-phenylaercaptophenylkulflds (1, X=Y=iO has been reported.* no 

expsrlaental details for its synthesis were described. Severe sterlc him is expected for the 

synthesis of 1. (X=Y=H) frca the reaction of o-oblcrcphenyl phsnyl sulfide with sodlua o-phenylaercaptcF 

benzenethlolate. 
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Recently hypervalent sulfur species (sulfurana) have mcelvad much attentlcn Wing to not only 

aecbanlstlc senses but also synthetic utlllty.3 we utilized 5-arylthlanthmnlua perchlcCate8 (2) which 

were madlly cbtalnsd fma the mactlcm of thlanthmm cation radical psmhlaate with either activated 

aIuMtlcs~ cr 0 ~ial# for the synthssls of 1 by sulfumne mechsnlsa. Rhsotlars of 2 with 

arylthlolates in tetmhydrofumn (‘IMF) at a&lent teapsmtum undsr nitrogen atacspkm gave excellent 

yields of 1. The results are -lized in Table 1.6 

5-(p-AnleylM.hlanthmnlua percblcmte (2a) also reacted with n-pmpamthlolate to give o-+anlsyl- 

~roaptoMeWl o+-pmpylaercaptcph~& sulflds in m yield undsr tbs sam mactlcn oandltlat. Haavar. 

reactlcns of a with 2-tblazoll~2-thlolate and ~1+1,2,4-trlaso1-3-tbl01ate failed to give tbe 

cormspondl~ polyaryl thlcetka either at mblent or reflux Mture. only & Ws recoWmd 

quantltatlvely. The sccpe of the synthesis of polyaryl tbk&hem via sulfumne lo presently under 

investigaticn. 
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Table 1. PreParation of bisto-aryl aemaPtqhenyl)sulfides (1) 

Substrate 

2 0 
Y 

‘s 1, Isolated yield (X) 

1 

p, x-OCHS 

4. x=mb 

8*X=@x3 

d*X=ock 

8. X=cKlw42 

f. x=mnCHs 

B, x=an2a.kcli2 

h, x = ocli(cH2)2 

1. x=-CHnm 

A, x=-CHZCHS 

Y=p-C& 

Y=p+Cl& 

Y=o-Cl 

Y=o-Nth 

Y=pCHs 

Y=P4xn2cH2 

Y=pcHs 

Y=pcHs 

Y=P-CHs 

Y-P-mk- 

92 

95 

64 

78 

so 

93 

93 

60 

97 

91 

Acknoule&ent: Finanoial suppart of this umk by Korean Soienm and &inserillg Foundation 18 gmt.ef~lly 

rcknrruledged. 
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General ~roos&w: To a stirred solution of P-thi ooresol(O.6a3 g, 4,631 rol) and sodiu hydride 

(0.M g, 4.250 rol) in drr lliFC50 al) at ambient temperature under nitmqpn atmoapke fw 2 h by 

added 5-+anisylNhianthrenlua Per&lorate(& 1.075 g, 2.511 rol). The alxtutw wa8 atid for 

2.5 h. follwsd by the dditian of water(5 ~1). Evaporatiar of the solwnt under vwuo. followd t 

the eXt.IXtiOn With ohlapfolr gave a I-‘&+81&8. ChNUt.O@&8d Q1 811iC8 Cl. ~htitYl With lFh8ll8, 

follaued lw bensene gws h(l.osa gr 2.326 -1). 
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