Formation of Interelement-Linkage
in the Reaction of Silylthioketones with Nucleophiles
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Brook Rearrangement-Mediated [3 + 2] and [3 + 4] Annulations
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Preparation of Silylthioketones

0 S
1 g
C
Ph” " SiMe,But Ph” " SiMe,But
S
g
'Bu”  ~SiMe,But
S S S
SiMezBut | SiMezBUt | SiMezBUt
'Bu Me Me Ph Ph

Bonini, B. F. Phosphorus, Sulfur, and Silicon 1993, 74, 31-45.
Bonini, B. F.; Mazzanti, G.; Zani, P.; Maccagnai, G. J. Chem. Soc. Perkin 1 1989, 2083-2088.




Reaction of Silylthioketone with Carbon Nucleophiles
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Me-Li 70
PhLi 63

MeMgBr 40




Reaction of Silylthioketone with Lithium Diethylphosphite (1)
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Reaction of Silylthioketone with Lithium Diethylphosphite (2)
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yield (%)
solvent temperature (°C) time (min) 1 2 HP(O)(OEt),
THF -98 °C 10 57 - 10
THF -98 °C 30 36 - 43
THF -98 °C 60 25 8 22
toluene -84 °C 10 58 5
toluene -84 °C 30 53 - -
THF-HMPA (9:1) -98 °C 10 29 - 40
THF-HMPA (9:1) -98 °C 30 27 - 30




Reaction of Silylthioketone with Lithium Diethylphosphite (3)
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yield (%)

solvent temperature (°C)  time (min) 1 2 3 HP(O)OED),
THF -98 °C 10 21 - 14 16
THF -98 °C 30 19 2 18 20
toluene -84 °C 10 40 7 11 -
toluene -84 °C 30 14 3 - -
THF-HMPA (9:1) -98 °C 10 29 - - 40
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Reaction of Silylthioketone with Lithium Diethylphosphite (4)
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Thia-Brook Rearrangement (1)
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Enantioselective Reduction of Acylsilanes with Chiral Lithium Amides
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Thia-Brook Rearrangement (3)
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Reaction of Benzoylsilane with Lithium Diethylphosphite
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