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Abstract

The enantiomeric cyclic, five-membered vic-diolsreacted with (PhS)2/Bu3P in benzeneat 80 °C giving the corresponding bis(phenylsulfanyl) derivatives(42-74%) with complete inversion of configurationat both stereogenic centers. Similar reaction conditions were alsosuccessfully used for the enantiospecific transformation of a singlehydroxy group into the respective enantiomeric thioether function.For other vic-diols the neighboring groupparticipation hampered the stereoselectivity of the double substitution.
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            AB = 12.9Hz, AB-system, CH2Ph), 3.67-3.72 (m, 1 H, H3),7.07-7.27 (m, 10 H, ArH). 13CNMR (CDCl3): δ = 32.78, 43.47, 53.64,60.54, 61.22, 126.49, 127.44, 128.70, 129.17, 129.28, 130.07, 137.12,139.17. IR(film): 3059, 2959, 2792, 1584, 1480, 1439, 1145, 1026,738, 699 cm-1. (+)-(1R,3R)-10: oil. Rf = 0.58(n-hexane/EtOAc 10:1). Yield65%. [α]D
            20  +150.0 (c 2.34, CH2Cl2, >95% ee). 1HNMR (CDCl3): δ = 2.53 (t, 2 H, J = 7.6 Hz,CH2), 4.01 (t, 2 H, J = 7.6Hz, CH), 7.07-7.27 (m, 20 H, ArH). 13CNMR (CDCl3): δ = 41.95, 50.72, 127.58,127.94, 128.44, 128.95, 129.09, 132.74, 134.81, 140.71.
[bookmark: RG10303ST-20]20  (1S,3R,S
            S)-8
            
   [16]
  wasdeoxygenated
   [15]
  to (1S,3R)-9 in 71% yield. Rf = 0.64(t-BuOMe/CHCl3/n-hexane, 2.5:2:7). [α]D
            20  +127.1(1.88, CH2Cl2, >95% ee). 1HNMR (CDCl3): δ = 1.85 (d, 1 H, -OH, J = 3.5 Hz),2.13-2.19 (m, 1 H, CH2), 2.35-2.41(m, 1 H, CH2), 4.35 (dd, 1 H, CH-S, J
            1 = 9.8Hz, J
            2 = 5.6Hz), 4.48 (dt, 1 H, CH-O, J
            1 = 9.5Hz, J
            2 = 3.6Hz), 6.91-7.23 (m, 15 H, ArH). 13CNMR (CDCl3): δ = 45.47, 50.55, 72.46,126.13, 127.58, 127.73, 128.16, 128.39, 128.92, 128.96, 129.11,132.86, 134.89, 141.77, 144.65.
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