Enantioselective Total Synthesis of (-)-Cyathin B2: A Desymmetric Double-Allylboration
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Scheme 4. Enantioselective Total Synthesis of (—)-Cyathin B,”
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“Reagents and conditions: (a) LiCl (15.0 equiv), Cul (10.0 equiv), HMPA (5.0 equiv), TMSCI (5.0 equiv), ‘PrMgBr (5.0 equiv), THF (0.2 M), —
78 °C, 4 h, then TBAF (1.5 equiv), THF (0.2 M), 0 °C, 15 min (70%); (b) PCC (1.1 equiv), DCM (0.2 M), 0 °C, 1 h, (78%); (c) TsNHNH, (2.1
equiv), toluene (0.1 M), 130 °C, § h; then HBCat (5.0 equiv), DCM (0.1 M), 0 °C, 12 h, then AcOH (2.0 equiv) 24 h; then NaOAc-3H,0 (30.0
equiv), 55 °C, 24 h (72%); (d) TsOH (0.1 equiv), DCM (0.1 M), 0 °C, 1 h, (71%); (e) DMP (1.0 equiv), DCM (0.1 M), — 10 °C, 3 h (85%); (f)
CrCl, (5.0 equiv), NiCl, (0.15 equiv), Mn (1.0 equiv), 22 (5.0 equiv), TMSCI (5.0 equiv). THF, r.t. 4 h, (74%); (g) Grubbs-II (0.2 equiv), toluene
(001 M), 45 °C, 1.5 h (73%); (h) DMP (1.0 equiv), DCM (0.1 M), =10 °C, 1 h (92%); (i) AIBN (1.0 equiv), PhSH (3.0 equiv), toluene (0.1
M), 80 °C, 1.5 h then m-CPBA (1.0 equiv), DCM (0.1 M), =78 °C, 10 min (55% in 2 steps); (j) TFAA (2.0 equiv), THE (0.1 M), 0 °C tors, 4 h,

(60%).
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