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• 5/5/6/5 tetracycles

• 3 quaternary centers

• 5-6 contiguous stereocenters

• no synthesis reported

Simple building blocks



Scheme 2. Preparation of 5/5/5/5 Tetracycle via Tandem Nazarov Cyclization/Double Ring Expansions Reaction

CDI



HORNER-WADSWORTH-EMMONS OLEFINATION



NAZAROV CYCLIZATION



Table S1. Optimization of the Tandem Nazarov Cyclization/Double Ring Expansions Reaction with Compound 7 a

a The reaction was run on a 0.2 mmol scale in solvent (1.0 mL) for 12 hours. All yields were

isolated yields, while the ratio of 6:6’ was determined by 1H NMR. b (E)-7 was recycled in

54% yield, (Z)-7 was isolated in 45% yield. c (E)-7 was recycled in 31% yield, (Z)-7 was

isolated in 58% yield. n.d. = not detected.



Scheme S1. Proposed Mechanism for Formation of 6 and 6′ from (Z)-7 



Scheme S2. Proposed Mechanism for Formation of 6 and 6′ from (E)-7 



Scheme 3. Total Synthesis and Structure Revision of iso-Phomopsene



KRAPCHO DEALKOXYCARBONYLATION



RUBOTTOM OXIDATION



BECKMANN REARRANGEMENT



Table S2. Optimization of the Beckmann Fragmentation with Compound 5 a

a The reaction was run on a 0.2 mmol scale, all yields were isolated

yields. n.d. = not detected. b The reaction was run on a 2.0 mmol scale.





DESS-MARTIN OXIDATION



Scheme 4. Total Syntheses of Phomopsene and Methyl Phomopsenonate
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Table S3. Optimization of the 1,4-Addition with Compound 24 a 

a The reaction was run on a 0.2 mmol scale in THF (1.0 mL) at 0 ℃ for 12 hours, all yields were isolated yields. n.d. = not detected.



Tetrahedron Lett., 1983, 23, 5635.



WOLFF-KISHNER REDUCTION



Scheme 5. Enantioselective Syntheses of 1−3



Table S4. Condition Screening for Cyanogenation of Compound 24 a 

a The reaction was run with 24 (0.1 mmol, 1.0 equiv.), TMSCN (0.3 mmol, 3.0 equiv.) and base (0.3 mmol, 3.0

equiv.) in1,4-dioxane/H2O (9:1, 0.5 mL) at 95 ℃ for 6 hours, all yields were isolated yields. n.d. = not detected.



Martin's Sulfurane
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