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Toward total synthesis of antitumor saponin silaciloside E-1, synthesis of
the A ring unit was accomplished. By incorporating the cyclic carbonate structure into the
substrate, the key gold-catalyzed 6-endo cyclization of 1,6-enyne proceeded with perfect
regioselectivity. An improved synthesis of CDE ring unit was also developed by exploiting the

ring-contractive coupling reaction and the elimination reaction of the quaternary ammonium salt. As
a result, the synthetic route was shorted by six steps.
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Table 1. Ring-Contractive Coupling
entry R1? R2 base solvent temp., °C yield, % 178 : 170
1 Br H K,CO3 DMF reflux decomp. —
2 Br H Cs,CO; DMF rt trace 1.8:1.0
3 Br H NaH DMF 0 9 1.0:1.0
4 Br H NaH THF 0 trace 51:1.0
5 Br H t-BuONa THF 0 39 1.0: 31
6 Br H t-BuOK THF -40 85 1.2:1.0
7 H Br t-BuOK THF -40 83 1.2:1.0
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