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a Baran reductive olefin coupling, namely, MHAT-initiated olefin-enone radical cyclization

for constructing strained ring systems
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a. 6/4/5/5/ tetracyclic skeleton

b. 3 all-carbon quaternary centers

¢. Suzuki-Miyaura coupling

d. Au-catalyzed Conia-Ene cyclization
e. Baran reductive olefin coupling
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IVianaer's protocol

12. TBSOTY, 2,6-lutidine
CH,Cl,, 30 min; 83%

13. LIHMDS, CNCO;Me, Et,0, 30 min
14. PhSeBr, pyridine, CH,Cly, 1 h
then H,05, 30 min
78% (2 steps)

18. DIBAL-H, CH,Cl,, 10 min
then potassium sodium tartrate, 1 h

then TBSCI, imidazole, 30 min
94%

presumably due to the acidity of the a-proton at C1
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Tne Baran reauctive oletin coupling condaitions Rupottom oxiaation

10. Fe(acac) 11. TBAF (2 mol%), HMDS

PhSiH3 TMS-imidazole, THF, 2 h
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Barton-iviclombpie deoxygenation.
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just 2 days due to the short reaction time and high efficiency of each step
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a Baran reductive olefin coupling, namely, MHAT-initiated olefin-enone radical cyclization
for constructing strained ring systems
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N-heterocyclic carbene (NHC) ligand
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Meinwald rearrangement
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the formation of silyl enol ether was not necessary
 presumably due to the acidity of the α-proton at C1
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Conia-ene cyclization,
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the diastereoselectivity is sensitive to the reaction time, temperature, and scale
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∼ 30% conversion
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the Baran reductive olefin coupling conditions
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Rubottom oxidation
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Mander’s protocol
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Barton-McCombie deoxygenation.
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19 steps
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28   →　１　nine steps,
 just 2 days due to the short reaction time and high efficiency of each step



