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Table S1. 'H and '>C NMR Data for 2 and 3°

2 3
position  Jc, type oy (J in Hz) Jc, type oy (J in Hz)
1 938,CH 5.53(1H,s) 873,CH  6.02(1H,s)
3 62.0,CH 4.20 (1H, m) 629,CH  4.30(1H, m)
4 29.0,CH, 2.67 (1H, dd, 19.0, 3.5) 29.0,CH,  2.68(1H, dd, 19.0, 3.2)
2.23 (1H, dd, 19.0, 11.0) 2.22(1H, dd, 19.0, 11.0)
4a 140.5, C 140.1, C
5 184.9,C 184.6, C
Sa 135.7,C 135.7,C
6 103.2,CH 7.23(1H,d,24) 103.6,CH  7.27(1H,d, 2.4)
7 164.5,C 164.9,C
8 1044,CH 6.72(1H,d,2.4) 1043,CH  6.73(1H,d,2.4)
9 162.0, C 162.1,C
9a 114.2,C 114.1,C
10 180.8, C 182.1,C
10a 1409, C 140.5,C
I 21.0,CH; 1.54(3H,d, 6.4) 21.0,CH; 1.38(3H,d, 6.3)
1-OMe 559,CH; 3.57 (3H, s)
7-OMe 56.4,CH; 3.95(3H,s) 56.5,CH; 3.97(3H,s)
9-OMe 56.3,CH; 3.94 (3H, s) 56.0,CH;  3.96 (3H, s)

“§in ppm, in CDCls, at 400 MHz for 'H and 100 MHz for *C NMR experiments.
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Figure S1. DFT optimized geometries of the six lowest-energy conformers of

(55,75,9S,11R)-1.

Figure S2. DFT optimized geometries and populations of the six lowest-energy

conformers of (1R,35)-2.
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Figure S3. DFT optimized geometries of the seven lowest-energy conformers of

(R)-5.
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Figure S4. DFT optimized geometries and populations of the six lowest-energy

conformers of (R)-4.
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Figure S5. HRESIMS of herbarone (1) in CDCl;
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Figure S6. "H NMR (500 MHz, CDCl;) spectrum of herbarone (1)
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Figure S7. °C NMR (125 MHz, CDCls) spectrum of herbarone (1)
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Figure S8. DEPT (125 MHz, CDCls) spectrum of herbarone (1)
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Figure S9. COSY (500 MHz, CDCls3) spectrum of herbarone (1)
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Figure S10. HSQC (500 MHz, CDCls) spectrum of herbarone (1)
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Figure S11. HMBC (500 MHz, CDCl3) spectrum of herbarone (1)
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Figure S12. NOESY (500 MHz, CDCls;) spectrum of herbarone (1)
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