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Proposed biosynthetic pathway: tandem a-ketol rearrangement
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BASE CATALYSED REARRANGEMENTS OF a-KETOLS
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An acyl radical cyclization approach to the core framework
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R = H, pinnigorgiol B (1)
R = Ac, pinnigorgiol E (2)
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Regioselective-Hydrogenation-Enabled Divergent Access to Regioisomeric Olefins
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Scheme S4. Mechanistic Rationale for the Selective Formation of 25
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Scheme S3. Structural Elucidation of Olefins 23 and 25
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Scheme S5. Mechanistic study of the Key Acyl Radical Cyclization
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Table 1
Study of Intramolecular Radical Cyclization.

CHO
conditions
O @) }
“OMe
5
Entry Conditions Result
1 Sml,, THF, 0 °C dimer of 5
BusSnH, AIBN 18: ca. 10%
benzene, reflux
3 TTMSS, AIBN complex mixture
toluene, reflux
4 t-dodecanthiol, V-40 4: 74%

toluene, reflux
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