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Conditions: a) BuLi, +-BuOK, BrCH,CH,Br, THF, -78 °C to

- 45 °C then Cul, rt. 7% yield (syn: anti = 1:3). b) BuLi, #-
BuOK, BrCH,CH,Br, THF, -78 °C t0 - 45 °C then BuzSnCl, rt.
¢) Cu(2-C4H3SCO,), -20 °C to rt. 47% yield (2 steps; syn: anti
= 1:3) d) cat. [P(C¢H)3],RuCl,=CHPh, CH,=CH,, toluene,
-78 °C to rt, 24 h. 30% yield. e) 2,3-Dichloro-5,6-dicyano-14-
benzoquinone, toluene, 110 °C, 3 h. 70% yield.
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(C)-Trimethylsumanene

(a) Pd(OAC), 5 mol%, PPhy 10 mol%, Buy;NOAc 1000 mol%, Na,COg, MS 4 A,
1,4-dioxane, 100 °C, 2 h, 55%; (b) NaN(SiMej3), 350 mol%, (2,6-diMePhO),P(O)ClI
350 mol%, P(O)(NMey)3 350 mol%, THF, -80 °C, 75%; (c) Pd(OAc), 5 mol%,
PCy3HBF4 10 mol%, MeMgl 400 mol%, THF, 40 °C, 2 h, 72%; (d) Grubbs 1st
generation catalyst 50 mol%, CH,Cl,, under ethylene, 40 °C, 6 h, then Grubbs 2nd
generation catalyst 50 mol%, CH,Cl,, 40 °C, 12 h, 24%; (e) 2,3-dichloro-5,6-
dicyano-p-benzoquinone 600 mol%, CH,Cl,, 0 °C, 1 min 68%.
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Figure1. Decay of CD spectrum of
(C)-Trimethylsumanene in CH3CN at 10 °C
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