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[3 + 4] Annulation Using the Reaction of Acryloylsilaneswith the Lithium Enolates of Alkenyl Methyl Ketones
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Formation of Eight-Membered Carbocycles by [3 + 4] Annulation
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Synthesis of Eight-Membered Carbocycles by [3 + 4] Annulation
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R conditions yield (%) TBSO
SiMe; -80 °C, 30 min 66

o) SiMe,Bu' -80 °to 0 °C 65
I-Pr -80 °C, 30 min 45
tBu -80 ° to 0 °C 84 R

c-CgH44 -80°to 0 °C 45




o-Hydroxylation of Bicyclo[2.2.2]decenones
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SiMe, LDA 52
SiMe; NaN(SiMes), 76
t-Bu LDA 66

t-Bu NaN(SiMe3)2 71




Tandem [3 + 4] Annulation /a-Hydroxylation
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R base yield (%)
SiMe; NaN(SiMes), 48
SiMe,Ph NaN(SiMej3), 72
SiMe,But NaN(SiMej3), 58
i-Pr LDA 50
-Bu LDA 62




Oxidative Cleavage of a-Hydroxyketones
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Formation of Eight-Membered Heterocycles by [3 + 4] Annulation
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Preparation of 6-Oxa-2-cycloheptenone
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Formation of Eight-Membered Heterocycles by [3 + 4] Annulation (I)
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R conditions vyield (%)
SiMe; -98 °C to -50 °C 75

0 \ SiMe,Ph -98 °C to -70 °C 69
SiMe,Bu! -98 °C to -50 °C 72
i-Pr -98 °C to rt 65

-Bu -98 °C to rt 57




o-Hydroxylation of 2-Oxabicyclo[2.2.2]decene Derivatives
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Oxidative Cleavage of o-Hydroxyketones
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Synthesis of 2-Oxabicyclo[5.4.0]Jundec-5-en-4-one




[3 + 4] Annulation Using 2-Oxabicyclo[5.4.0Jundec-5-en-4-one
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R yield (%)
SiMe; 89
SiMe,Ph 85
SiMe,But 82
i-Pr 70

-Bu 83




o-Hydroxylation and Oxidative Cleavage of 2-Oxatricyclo-
[7.3.2.038]tetradec-4-en-13-one derivative
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