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Kishi's groundbreaking total synthesis in 1977
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Jacobi, Du Bois, Nagasawa, Looper, Chida
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be converted into a tertiary alcohol, thereby promoting a retro-aldol reaction 
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thermodynamic and kinetic barriers
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Attempts to isolate the cycloaddition product were un-successful.
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 the preferential oxidation of the major diastereomeric product
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 the C8-carbonyl, being a stronger H-bond acceptor, may better stabilize the transition state
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 in a single flask
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borylcupration/protonation conditions 
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one-pot, four-steps sequence
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recovered (-)-15 retained its performance for reuse
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Selective O-alkylation
of both ureas
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decarbamoylsaxitoxin 
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KIshi procedure
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Due to the known toxicity of 18 and 1
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strategic equivalency of the Michael addition for 1,5-dicarbonyl motif. 
the efficient and quantitative exchange of the pinacol ligand on B(pin) with 15.
the photoinertness of this auxiliary.
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summary
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