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Figure S1. "H NMR spectrum (500 MHz, CDCls) of 12-epoxy-obtusallene IV (1).
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Figure S2. C NMR spectrum (125 MHz, CDCl3) of 12-epoxy-obtusallene IV (1).
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Figure S3. "H NMR spectrum (600 MHz, CDCls) of compound 2.

rLEG0

Bivy'e
rest' g
£ror'e
SLit'E
£oey 2
Li0g'Z
rOZS &
LEED'E
08€9°¢

1018~
eeig'|
868}
8888' |
6068 |
—5005T
9t06" |
1Z16'1
0516'L
L6161
8626 |

6209°'2
PSLOE
rELO'C

IBEL'E
919l°E
SZLLE
09LL'E
BZsLC
B9BZ' ¥
LE0E P
CLIP'Y
oLzt
trer v
BLZT'TF
oLt
6ttt
Fd=io) o o
oLBE'F
DiBE'F
£Les't
rEeS "t
00LLF
BSBLY
OLBO0'D
1980°9
62019
6LLL'D
LZZE'9
FE269
DBrE'D
Z556'9

[
[Ppm]

[
=241 =0

ro



Figure S4. °C NMR spectrum (150 MHz, CDCl3) of compound 2.
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Figure S5. HSQC NMR spectrum (600 MHz, CDCls;) of obtusallene X (3).
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Figure S6. '"H NMR spectrum (600 MHz, CDCl3) of marilzallene (4).
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Figure S7. BC NMR spectrum (150 MHz, CDCl;) of marilzallene (4).
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Figure S8. '"H NMR spectrum (500 MHz, CDCl3) of (+)-4-acetoxy-marilzallene (5).
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Figure S9. °C NMR spectrum (150 MHz, CDCl3) of (+)-4-acetoxy-marilzallene (5).
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Figure S10. 'H NMR spectrum (600 MHz, CDCls) of (—)-4-acetoxy-marilzallene (6).
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Figure S11. °C NMR spectrum (150 MHz, CDCls) of (—)-4-acetoxy-marilzallene (6).
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Figure S12. "H NMR spectrum (500 MHz, CDCls) of Z-adrienyne (7).
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Figure S13. °C NMR spectrum (150 MHz, CDCls) of Z-adrienyne (7).
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Figure S14. 'H NMR spectrum (500 MHz, CDCls) of E-adrienyne (8).
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Figure S15. °C NMR spectrum (150 MHz, CDCls) of E-adrienyne (8).
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Table S1. NMR Spectroscopic Data for the Observed Obtusallene X (3) Conformers in C¢Dg and CD;0D.

33-C6D6 ¢ 3b-C6D6 ¢ 33-CD3OD d 3b-CD3OD
position  §c mult. oy (J in Hz) d¢ oy (J in Hz) d¢ oy (J in Hz) d¢ Oy (J in Hz)

1 725,CH  5.57,brd (5.6) [a] [a] 727 6.31,brd (5.7) [a] [a]
2
3 100.0,CH 5.22,dd (5.7, 8.8) 100.2 5.20,dd (5.6, 8.7) 100.7 5.71,dd (5.4,5.7) 100.8 5.69,dd (5.4,5.7)
4 69.8,CH 4.10,m [a] (a] 69.2 4.54,m [a] [a]
5 347,CH, B202,m [a] [a] 354  B217,m [a] B2.14, m

o 1.19, m [a] o 1.73,ddd (3.2, 8.6, 14.5) [a]
6 75.6, CH 3.66, m [a] [a] 76.6 4.35,ddd (3.2, 4.0, 10.9) [a] 4.32,ddd (3.2,3.9,11.0)
7 59.1, CH 3.82,brd (7.2) 59.2 3.80,br d (8.3) 60.8 4.63, m [a] [a]
8 40.5,CH,  .2.00, m [a] [a] 403 0 2.64,dddd (1.9, 6.8,8.8,14.3) [a] o 2.61, m

B 1.70, ddd (5.2, 8.9, 14.3) B 1.66, ddd (5.2, 94, B2.31,dddd (1.0, 3.8, 6.3, 14.3) [a]

13.8)
9 73.3,CH 3.97,ddd (2.6,5.4,8.9) 73.7 3.95,ddd (3.3,5.7,9.4) 75.6  4.60, m 74.6 [a]
10 487,CH 4.13,m 484  4.09,m 486 461, m [a] 4.58, m
11 43.4,CH, 247 (2H),m 43.0 233 (2H), m 44.2 a2.92,ddd (1.2, 12.7, 15.6) 43.4 o 2.82, ddd (1.2, 11.7,
B 2.59,ddd (2.1, 9.9, 15.6) 15.2)
B 2.44,ddd (2.3,9.7, 15.2)

12 58.5,CH 4.28,ddd (2.4,6.2,8.2) 63.6 4.24,ddd (2.4,7.3,9.5) 55.0 4.67,ddd (1.2,4.9,9.9) 60.8 4.62, m
13 76.3,CH 3.21,dd (4.0,6.2) [a] 3.24,dd (4.1, 7.3) 76.6  3.70,dd (3.3, 4.9) [a] 3.77,dd (3.4, 4.5)
14 72.1,CH  3.66, m 72.3 3.69, m 743  4.17,dd (3.3, 6.7) 74.5 4.14,ddd (3.4, 6.8)
15 12.7,CH; 1.33, m 12.5 1.32, m 114  1.36,d(6.7) 11.1 1.34, d (6.8)

[a] Signal overlapped by the resonance of the conformer 3a.” Signal not observed. © Data recorded at 600/150 MHz (‘"H/"C nuclei). ¢ Data recorded at 500/125MHz ("H/"°C

nuclei).
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Table S2. NMR Spectroscopic Data for Marilzallene (4) in pyridine-ds.

Marilzallene (4) ¢

position Oc mult. Oy (J in Hz)

1 74.8, CH 6.47,dd (1.8, 5.9)

2 201.1,C

3 107.0, CH 5.81,dd (5.9, 5.9)

4 65.8, CH 4.86, dddd (1.8, 2.5,5.9,10.8)

5 43.1, CH, B 2.40, ddd (2.5, 10.4, 14.0)
o 1.86, ddd (2.1, 10.8, 14.0)

6 76.1, CH 4.65,ddd (2.1, 2.1, 10.4)

7 68.2, CH 4.18,ddd (2.1,4.7, 11.4)

8 35.6, CH, B 3.15,ddd (109, 11.4, 11.9)
o 2.55,ddd 4.7,5.5,11.9)

9 129.2, CH 5.66, ddd (5.5, 10.1, 10.9)

10 131.8, CH 5.86, ddd (7.2, 8.5, 10.1)

11 35.7, CH, B 2.50,ddd (7.2, 9.3, 14.1)
o 2.14,brdd (8.5, 14.1)

12 81.8, CH 4.27,brdd (5.6, 9.3)

13 133.7, CH 5.61,ddd (1.1, 5.6, 15.5)

14 125.7, CH 5.69, dd (6.3, 15.5)

15 18.1, CH; 1.54,dd (1.1, 6.3)

“Data recorded at 600/150 MHz ('H/"C nuclei).
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