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Figure S1. TH NMR spectrum of (3R)-18-methylnonadec-(4E)-en-1-yn-3-ol (1) in CDCl;.
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Figure S2. 13C NMR spectrum of (3R)-18-methylnonadec-(4E)-en-1-yn-3-ol (1) in CDClj.
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Figure S3. HSQC spectrum of (3R)-18-methylnonadec-(4E)-en-1-yn-3-ol (1) in CDCl5.
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Figure S4. HMBC spectrum of (3R)-18-methylnonadec-(4E)-en-1-yn-3-ol (1) in CDCl5.
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Figure S5. COSY spectrum of (3R)-18-methylnonadec-(4E)-en-1-yn-3-ol (1) in CDCl5.
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Figure S6. DEPT spectrum of (3R)-18-methylnonadec-(4E)-en-1-yn-3-ol (1) in CDClj;.
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Table S1. NMR data of (3R)-18-methylnonadec-(4E)-en-1-yn-3-o0l (1) in CDCl5.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®
1 73.8d CH 2.55d(2.1) 3
2 83.3¢ qC - 1,3,4
3 62.7 CH 4.82d (6.0) 1,4,5
4 128.3 CH 5.59dd (15.2, 6.0) 3,6
5 134.5 CH 5.90dt (15.2,7.0) 3,6,7
6 31.9 CH, 2.05 q (7.0) 4,5,7,8
7 28.8 CH, 1.38m 5,6,8

8-15 ~29.6f 8 x CH, 1.22 - 1.26 brm

16 27.4 CH, 1.24 m 15,17
17 39.0 CH, 1.13m 16, 18, 19, 20
18 27.9 CH 1.50 qqt (6.5, 6.5, 6.5) 17,19, 20
19 22.6 CHjy 0.85d (6.5) 17, 18, 20
20 22.6 CHjy 0.85d (6.5) 17,18, 19

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment; Determined
from HMBC experiment; d17=2500 Hz; € 2J = 49.0 Hz; fExact 13C chemical shifts 29.13,29.41,29.62 (X 4),

29.66, 29.89 ppm.
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Figure S7. GCMS spectrum of (3R)-18-methylnonadec-(4E)-en-1-yn-3-ol (1).
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Figure S8. HRVS spectrum of (3R)-18-methylnonadec-(4E)-en-1-yn-3-ol (1).
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Figure S9. TH NMR spectrum of (3R)-14-methylnonadec-(4E)-en-1-yn-3-ol (2) in CDCl3
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Figure S10. 13C NMR spectrum of (3R)-14-methylnonadec-(4E)-en-1-yn-3-ol (2) in CDCl3
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Figure S11. HSQC spectrum of (3R)-14-methylnonadec-(4E)-en-1-yn-3-ol (2) in CDCl;
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Figure S12. HMBC spectrum of (3R)-14-methylnonadec-(4E)-en-1-yn-3-ol (2) in CDCl;
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Figure S13.

=
.

COSY spectrum of (3R)-14-methylnonadec-(4E)-en-1-yn-3-o0l (2) in CDCl5
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Table S2. NMR data of (3R)-14-methylnonadec-(4E)-en-1-yn-3-o0l (2) in CDCl5.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®
I 7304 CH 2.55d(2.0) 3
2 83.4¢ qC - 1,3,4
3 62.8 CH 4.82d(5.7) 1,4,5
4 128.3 CH 5.60 dd (15.0, 5.7) 3,6
5 134.5 CH 5.90dt (15.0,7.0) 3,6,7
6 31.9 CH, 2.06 q (7.0) 4,5,7,8
7 28.8 CH, 1.36 m 5,6,8
8-11 ~29.6f4 x CH, 1.21-1.31 brm
12 27.0 CHy 1.23 m 11, 13a, 13b
13a 37.0 CH, 1.25m 12, 14, 15a, 15b, 21
b 1.06 m
14 32.7CH 1.37m 13a, 13b, 15a, 15a,21
15a 37.0 CH, 1.25m 13a, 13b, 14, 16, 21
b 1.06 m
16 26.7 CH, 1.24 m 15a, 15b, 17
17 32.2CH, 1.24 m 16, 18a, 18b, 19
18a 22.7 CH, 1.30 m 17,19
b 1.24 m
19 14.1 CH; 0.87t(7.0) 18a, 18b
20 19.7 CH; 0.83d (7.0) 13b, 15b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment;

CDetermined from HMBC experiment; d17=250.0 Hz; ©2J=488 Hz; fExact 13C chemical shifts 29.17,

29.45,29.59, 29.97 ppm.
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Figure S14. GCMS spectrum of (3R)-14-methylnonadec-(4E)-en-1-yn-3-ol (2)
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Figure S15. HRMS spectrum of (3R)-14-methylnonadec-(4E)-en-1-yn-3-ol (2)
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Figure S16. TH NMR spectrum of 14-methylnonadec-(4E)-en-1-yn-3-one (3) in CDCl3
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Figure S17. 13C NMR spectrum of 14-methylnonadec-(4E)-en-1-yn-3-one (3) in CDCl;
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Table S3. NMR data of 14-methylnonadec-(4E)-en-1-yn-3-one (3) in CDClj.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®
1 78.8d CH 3.20s -
2 79.8¢ qC - 1,4
3 177.9 qC - 1,4,5
4 131.9 CH 6.17d (16.0) 6
5 156.0 CH 7.23 dt (16.0,7.0) 6,7
6 32.7 CH, 2.30 q (7.0) 4,5,7,8
7 27.8 CH, 1.50 tt (7.0, 7.0) 5,6,8
8 29.2 CH, 1.30 m
9-11 N29.6f3 X CH2 1.23-1.31 brm
12 27.0 CH, 1.23 m 11, 13a, 13b
13a 37.0 CH, 1.26 m 12, 14, 15a, 15b, 21
b 1.07 m
14 32.7CH 1.37m 13a, 13b, 15a, 15a, 21
15a 37.0 CH, 1.26 m 13a, 13b, 14, 16, 21
b 1.07 m
16 26.7 CH, 1.25m 15a, 15b, 17
17 32.2CH, 1.25m 16, 18a, 18b, 19
18a 22.7 CH, 1.31m 17,19
b 1.25m
19 14.1 CH; 0.88 t(7.0) 18a, 18b
20 19.7 CH, 0.83 d (7.0) 13b, 15b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment;
CDetermined from HMBC experiment; d17-2520Hz ©2/=48.0 Hz; fExact 13C chemical shifts 29.34,29.51,

29.92 ppm.

Figure S18. EIMS and fragmentation pattern of 14-methylnonadec-(4E)-en-1-yn-3-one (3).
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Figure S19. HRCIMS and fragmentation pattern of 14—methy1n0nadec—(4E)—e{1—1—yn—3—0ne 3)
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Figure S20. 'H NMR spectrum of (3R)-13,18-dimethylnonadec-(4E)-en-1-yn-3-ol (4) in

CDCl,
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Figure S21. 13C NMR spectrum of (3R)-13,18-dimethylnonadec-(4E)-en-1-yn-3-ol (4) in

CDCl;
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Table S4. NMR data of (3R)-13,18-dimethylnonadec-(4E)-en-1-yn-3-ol (4) in CDCl;.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®
I 1389 CH 2.56d (2.5) 3
2 83.3¢€ qC - 1, 3, 4
3 62.7 CH 4.82 brd (6.0) 1,4,5
4 128.3 CH 5.59 dd (15.0, 6.0) 3,6
5 1345 CH 5.90 dt (15.0,7.5) 3,6,7
6 31.9 CH, 2.05 q (7.0) 4,5,7,8
7 28.8 CH, 1.40 m 5,6,8
8-10 ~29.6f3 x CH, 1.23-1.26 brm
11 27.0 CHy 1.25m 10, 12a, 12b
12a 37.0 CH, 1.26 m 11, 13, 14a, 14b, 21
b 1.07 m
13 32.7CH 1.35m 12a, 12b, 14a, 14b, 21
14a 37.0 CH, 1.26 m 12a, 12b, 13, 15, 21
b 1.07 m
15 27.0 CHy 1.25m 14a, 14b, 16
16 27.7 CH, 1.25m 15,17
17 39.3 CH, 1.15m 16, 18, 19, 20
18 279 CH 1.51m 17,19, 20
19 22.6 CHj 0.86 d (7.0) 17, 18, 20
20 22.6 CHj 0.86 d (7.0) 17,18, 19
21 19.7 CHy 0.82d (6.5) 12b, 14b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment;
CDetermined from HMBC experiment; d17=250.0 Hz; € 27=49.0 Hz; fExact 13C chemical shifts 29.16, 29.44,

29.45 ppm.
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Figure S22. Measured and calculated 13C NMR data of (3R)-13,18-dimethylnonadec-(4E)-en-
1-yn-3-ol (4).
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Figure S23. EIMS and fragmentation pattern of (3R)-13,18-dimethylnonadec-(4F)-en-1-yn-3-ol
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Figure S24. HRMS and fragmentation pattern of (3R)-13,18-dimethylnonadec-(4E)-en-1-yn-3-

ol (4)
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Figure S25. TH NMR spectrum of (3R)-14-methylicos-(4E)-en-1-yn-3-ol (5) in CDCl;.
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Figure S27. HSQC spectrum of (3R)-14-methylicos-(4E)-en-1-yn-3-ol (5) in CDClj;.
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Figure S28. HMBC spectrum of (3R)-14-methylicos-(4E)-en-1-yn-3-ol (5) in CDCl;.
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Figure S29. COSY spectrum of (3R)-14-methylicos-(4E)-en-1-yn-3-ol (5) in CDClj;.
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Table S5. NMR data of (3R)-14-methylicos-(4E)-en-1-yn-3-ol (5) in CDCl3.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®
1 1380 CH 2.50d (2.1) 3
2 83.4¢ qC - 1,3,4
3 62.6 CH 4.79 d (6.0) 1,4,5
4 128.4 CH 5.56 dd (15.0, 6.0) 3,6
5 134.3 CH 5.85dt(15.0, 6.8) 3,6,7
6 31.9 CH, 2.02 q (6.8) 4,5,7,8
7 28.8 CH, 1.36 m 5,6,8
8-11 ~29.6f4 x CH, 1.21 -1.26 brm
12 27.0 CHy 1.23 m 11, 13a, 13b
13a 37.0 CH, 1.25m 12, 14, 15a, 15b, 21
b 1.08 m
14 32.7CH 1.34 m 13a, 13b, 15a, 15a,21
15a 37.0 CH, 1.25m 13a, 13b, 14, 16, 21
b 1.08 m
16 27.0 CH, 1.23 m 15a, 15b, 17
17 ~29.6fCH2 1.21 -1.26 brm
18 31.9CH, 1.23 m 17, 19a, 19b, 20
19a 22.6 CH, 1.29 m 18, 20
b 1.23 m
20 14.0 CH;y 0.87t(6.6) 19a, 19b
21 19.6 CHy 0.83 d (6.6) 13b, 15b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment;

CDetermined from HMBC experiment; d1y=250.0 Hz; © 27=488 Hz; fExact 13C chemical shifts 29.15,

29.43,29.57, 29.63,29.95 ppm.
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Figure S30. EIMS and fragmentation pattern of (3R)-14-methylicos-(4E)-en-1-yn-3-ol (5).
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Figure S31. HRMS and fragmentation pattern of (3R)-14-methylicos-(4E)-en-1-yn-3-ol (5).
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Figure S32. IH NMR spectrum of 14-methylicos-(4E)-en-1-yn-3-one (6) in CDCl5.
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Figure S33. 13C NMR spectrum of 14-methylicos-(4E)-en-1-yn-3-one (6) in CDCl.
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Table S6. NMR data of 14-methylicos-(4E)-en-1-yn-3-one (6) in CDCl3.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®
1 78.8d CH 321s -
2 79.8¢ qC - 1,4
3 177.8 qC - 1,4,5
4 131.9 CH 6.17d (16.0) 6
5 155.9 CH 724 dt (16.0,7.0) 6,7
6 32.7 CH, 2.30 q (7.0) 4,5,7,8
7 27.8 CH, 1.50 tt (7.0, 7.0) 5,6,8
8 29.2 CH, 1.30 m
9-11 N29.6f3 X CH2 1.23-1.31 brm
12 27.0 CHy 1.23 m 11, 13a, 13b
13a 37.1 CH, 1.26 m 12, 14, 15a, 15b, 21
b 1.07 m
14 32.7CH 1.37m 13a, 13b, 15a, 15a, 21
15a 37.1 CH, 1.26 m 13a, 13b, 14, 16, 21
b 1.07 m
16 27.0 CH, 1.25m 15a, 15b, 17
17 29.9 CH, 1.26 m
18 31.9CH, 1.25m 17, 19a, 19b, 20
19a 22.7 CHy 1.31m 18, 20
b 1.25m
20 14.1 CH, 0.88 t (6.5) 19a, 19b
21 19.7 CH; 0.83d (6.5) 13b, 15b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment;

CDetermined from HMBC experiment; dly-7535 Hz; ©2J=48.0Hz; fExact 13C chemical shifts 29.34,
29.51,29.67ppm.



Figure S34. EIMS and fragmentation pattern of 14-methylicos-(4E)-en-1-yn-3-one (6)
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Figure S35. HRCIMS and fragmentation pattern of 14-methylicos-(4£)-en-1-yn-3-one (6)
\
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Figure S36. TH NMR spectrum of (3R)-14-methylicos-1-yn-3-ol (7) in CDCl3
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Figure S35. 13C NMR spectrum of (3R)-14-methylicos-1-yn-3-ol (7) in CDCl
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Figure S38. HSQC spectrum of (3R)-14-methylicos-1-yn-3-ol (7) in CDCl;
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Figure S40. COSY spectrum of (3R)-14-methylicos-1-yn-3-ol (7) in CDCl;
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Figure S41. DEPT spectrum of (3R)-14-methylicos-1-yn-3-o0l (7) in CDCl;
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Table S7. NMR data of (3R)-14-methylicos-1-yn-3-ol (7) in CDCl3.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®
I 1264 CH 2.46d (2.0) 3
2 85.0€ qC - 1, 3, 4
3 62.2 CH 4.36 td (6.5, 2.0) 1,4
4 37.6 CH, 1.71 m 3,6
5 25.0 CH, 1.45m 3,4,6,7
6 29.2 CH, 126 m 4,5
7-11 29575 x CH, 122131 brm
12 27.0 CH, 1.23 m 11, 13a, 13b
13a 37.0 CH, 1.25m 12, 14, 15a, 15b, 21
b 1.07 m
14 32.6 CH 1.34 m 13a, 13b, 15a, 15a,21
15a 37.0 CH, 1.25m 13a, 13b, 14, 16, 21
b 1.07 m
16 27.0 CHy 1.23 m 15a, 15b, 17
17 30.0 CH, 1.24 m
18 31.9 CH, 1.23 m 17, 19a, 19b, 20
19a 22.6 CH,p 1.29m 18, 20
b 1.23 m
20 14.1 CH; 0.87t(7.0) 19a, 19b
21 19.6 CH4 0.83 d (7.0) 13b, 15b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment;

CDetermined from HMBC experiment; d1y=251.0 Hz; © 27=146.0 Hz; fExact 13C chemical shifts 29.46,
29.50, 29.58, 29.63 (X 2) ppm.



Figurlg S42. EIMS and fragmentation pattern of (3R)-14-methylicos-1-yn-3-ol (7)
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Figure S43. HRMS and fragmentation pattern of (3R)-14-methylicos-1-yn-3-ol (7)
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Figure S44. IH NMR spectrum of (3R,E)-12-cis-(2-hexylcyclopropyl)dodec-4-en-1-yn-3-ol (8)
in CDC13
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Figure S45. 13C NMR spectrum of (3R,E)-12-cis-(2-hexylcyclopropyl)dodec-4-en-1-yn-3-ol
(8) in CDCl;.
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Figure S46. HSQC spectrum of (3R,E)-12-cis-(2-hexylcyclopropyl)dodec-4-en-1-yn-3-ol (8) in

CDCls.
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Figure S47. HMBC spectrum of (3R,E)-12-cis-(2-hexylcyclopropyl)dodec-4-en-1-yn-3-ol (8)
in CDCl;.
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Figure S48. COSY spectrum of (3R,E)-12-cis-(2-hexylcyclopropyl)dodec-4-en-1-yn-3-ol (8) in
CDCl;.
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Figure S49. DEPT spectrum of (3R,E)-12-cis-(2-hexylcyclopropyl)dodec-4-en-1-yn-3-ol (8) in
CDCl;.
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Table S8. NMR data of (3R,F)-12-cis-(2-hexylcyclopropyl)dodec-4-en-1-yn-3-ol (8) in
CDCl3.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®
1 73.9d CH 2.56d (2.1) 3
2 83.3¢€ qC - 1, 3, 4
3 62.8 CH 4.83 brd (5.7) 1,4
4 128.3 CH 5.60 dd (15.2,5.7) 3,6
5 134.6 CH 5.914dt(15.2,7.0) 3,4,6,7
6 31.9 CH, 2.06 q (7.0) 4,5,7,8
7 28.8 CH, 1.36 m 5,6,8
8-10 29.6f3 x CH, 1.24 - 1.32 brm
11 30.2 CH, 1.35m 10, 12a, 12b,
12a 28.7 CH, 1.35m 11, 13a, 13b
b 1.13m
13 15.7 CH 0.64 m 11, 12a, 12b, 14, 15a, 15b, 21a,
21b
14 15.7 CH 0.64 m 11, 12a, 12b, 14, 15a, 15b, 21a,
21b
15a 28.7 CH, 1.35m 13a, 13b, 14, 16, 21a, 21b
b 1.13m
16 30.2 CH, 1.35m 15a, 15b, 17
17 N29.6fCH2 1.24 — 1.32 brm
18 31.9CH, 1.26 m 17,19
19 22.7 CH, 1.31m 18,20
20 14.1 CH; 0.88 1 (6.8) 18,19
21a 10.9 CH, -0.55td (8.2, 4.0) 11, 12a, 12b, 13, 14, 15a, 15b, 16
b -0.33 td (4.9, 4.0)

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment;

CDetermined from HMBC experiment; dly—9513 Hz; © 27=1489 Hz; fExact 13C chemical shifts 29.17,
29.33,29.49, 29.55 ppm.



Figure S50. Measured and calculated 13C NMR data of (3R,E)-12-cis-(2-
hexylcyclopropyl)dodec-4-en-1-yn-3-ol (8)

OH 10.9

: 302 157, 287 296 22.7

measured ///\/\/\/\/\/<]/\/\/\ 141

28.7 157 30.2 31.9

OH
H 15
calculated /\/\/\/\/\/v<l/\/\
= 16

24.4 299 297 296 2741 ’ 33.0 23.0

> %29
Z %083 334 207 206 290 333 183 203 141

1.1 4g3
[ 1344 209 207 299 333 N7Y 801 227

9 14.1
1283 331 207 296 271 183 333 32.1 -

C 111 4843

1344 299 207 299 333 3 301 227
W/\/\/\/l""

62.9 :
Z 083 334 141

740 20.7 296 271 183 333 321

OH 13
/W\/\/\/<]/\/\/\
= 14

OH 111

29.7

134.4 299 333 29.6
P

62.9 14.1
1283 331 297 299 333 183 271 318 :

46



Figure S51. EIMS of (3R,E)-12-cis-(2-hexylcyclopropyl)dodec-4-en-1-yn-3-ol (8).
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Figure S53a. Proposed fragmentation pattern of the EIM
hexylcyclopropyl)dodec-4-en-1-yn-3-ol (8).

S parent ion of (3R,E)-12-cis-(2-

121 149 a1 109
123 B o7 |
%‘?% 05 233 261 ‘% %‘_%‘_% 83 001 219 247 575
<_§ 434—5/\/21 /// N O g g e :/?\/‘%\4/\?/21
77777777777777777777777 R .
1
\ "oH /
o B
_ = 0 2
121 1 Z
o 123 139 121 149
219 123 151
S SN [ NN Sl
RN NN T NN A N
= j
55
2] W /\ 4_5‘/20 ‘ 2
S47 275
21 B
% m/z 304 M)+ \
1 1
OH Hﬁ*. 2 OH 2 '§?H
44//\\%7\»/A\¢/\\//\Ai%§g§v/ﬁ\v/\\//20 Z 7 I 20
17 H H 17 HH

107

4— 109

Reglon of double bond mlgralmn

Figure S53b. Proposed fragmentation pattern of the EIM

1% 219

‘_g\/jé\/\/\/

107 63
& 109 205

73?7%%%v

177
179

S water elimination product ion of

(3R,E)-12-cis-(2-hexylcyclopropyl)dodec-4-en-1-yn-3-ol (8).

” 159

107
161
189 215 243 74

?7%?7??Twm

77

77 10

105 159

NN~

7

229 o257

4 P

51
51
//

17 445
1 ‘2 19 147 201 229 ps
\g % % g 5 i1
e >
2/
20
103
19 159

161

PO =N

k 229 257

c
/m/z 286 [M-H,0]*+

1
Y
NN T
2 20
Z H H
1J
_5' H; 145 201
% ‘él‘% ‘é 229 o57
// %

Reglon of double bond mlgratlon

N ?‘Ezﬁf‘g 4;2:120
~.

27727
SRS ey
20
Z HH
1
N7 445
187
119 147 189 215 o3
% % 271
N \/ % %
//
159
161

48



Figure S54. IH NMR spectrum of (3R)-13-methylhenicos-(4E)-en-1-yn-3-ol (9) in CDCl3
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Figure S55. 13C NMR spectrum of (3R)-13-methylhenicos-(4E)-en-1-yn-3-ol (9) in CDCl3
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Table S9. NMR data of (3R)-13-methylhenicos-(4E)-en-1-yn-3-o0l (9) in CDCl;.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®
1 73.9d CH 2.55d(2.5) 3
2 83.3¢ qC - 1,3,4
3 62.8 CH 4.82 brd (6.0) 1,4,5
4 128.3 CH 5.60 dd (16.0, 6.0) 6
5 134.6 CH 5.91dt(16.0,7.5) 3,6,7
6 31.9 CH, 2.05 q (7.5) 4,5,7,8
7 28.8 CH, 1.36 m 5,6,8
8-11 ~29.6f4 x CH, 1.21 -1.30 brm
12 27.0 CH, 1.23m 11, 13a, 13b
13a 37.1 CH, 1.25m 12, 14, 15a, 15b, 21
b 1.07m
14 32.7CH 1.37m 13a, 13b, 15a, 15a,22
15a 37.1 CH, 1.25m 13a, 13b, 14, 16, 22
b 1.07 m
16 27.0 CHy 1.23 m 15a, 15b, 17
17-18 ~29.6f2 x CH, 1.21 - 1.30 brm
19 31.9 CH, 1.23 m 18, 20a, 20b, 21
20a 22.7 CH, 1.29 m 19, 21
b 1.23 m
21 14.1 CHjy 0.87t(6.5) 19a, 19b
2 19.7 CHy 0.83 d (6.5) 13b, 15b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment;

CDetermined from HMBC experiment; d1y=250.5 Hz; €2J=48.8 Hz; fExact 13C chemical shifts 29.16,

29.44,29.66 (x 3), 29.96 ppm.
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Figure S56. EIMS and fragmentation pattern of (3R)-13-methylhenicos-(4E)-en-1-yn-3-o0l (9)
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Figure S58. IH NMR spectrum of docos-(4E,15Z)-dien-1-yn-3-one (10) in CDCl5
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Figure S59. 13C NMR spectrum of docos-(4E,152)-dien-1-yn-3-one (10) in CDCl3
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Figure S60. HSQC spectrum of docos-(4£,157)-dien-1-yn-3-one (10) in CDCl;
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Figure S61. HMBC spectrum of docos-(4E,15Z)-dien-1-yn-3-one (10) in CDCl5
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Figure S62. COSY spectrum of docos-(4E,157)-dien-1-yn-3-one (10) in CDCl5

IRV

_ L I
DK82.4.5.5er
DK82.4in CDCI3 08.06.12 Py &
@ w & «Q
& & o
@ r-3 @
9 & )
&
® @
=
T T T T T T T T T T T T T T
75 70 65 6.0 55 50 40 35 30 25 20 15 10
2 (ppm)

2.0

25

F3.0

F35

4.0

Fa.5

5.0

55

6.0

6.5

F7.0

=75

1 (ppm)

54



Table S10. NMR data of docos-(4E,15Z)-dien-1-yn-3-one (10) in CDCl3.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®

1 78.8d CH 3.20s -

2 79.8¢ qC - 1,4

3 177.9 C - 1,4,5

4 131.9 CH 6.17d (16.0) 6

5 155.9 CH 7.23 dt (16.0, 7.0) 6,7

6 32.7 CH, 230 (7.0) 4,5,7,8

7 27.8 CH, 1.50 tt (7.0, 7.0) 5,6,8

8 29.2 CH, 1.30 m
9-13 ~29.6f5 x CH, 1.23 - 1.35 brm

14 27.2 CHy 2.02 m 13,15

15 129.8 CH 5.35m 13, 14

16 129.9 CH 535m 17, 18

17 27.2 CH, 2.02m 16, 18
18-19 29682 x CH, 1.23 - 1.35 brm

20 31.8 CH, 1.27m 19, 21a, 21b, 22
2la 22.6 CH, 1.31m 20, 22

b 1.27m
22 14.1 CH;y 0.88 t(6.7) 20, 21a, 21b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment;

CDetermined from HMBC experiment; dly=2s46 Hz; © 27=476 Hz; fExact 13C chemical shifts 29.25,
29.33,29.47,29.73 (X 4) ppm.



Figure S63. EIMS and fragmentation pattern of docos-(4E,15Z)-dien-1-yn-3-one (10)
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Figure S64. LCMS chromatogram and mass spectrum of the periodate-permanganate oxidation

products of docos-(4E,15Z)-dien-1-yn-3-one (10). 2 Minutes gradient from 100% solvent A (95% H>O,

5% ACN, 0.1% FA) to 100% of solvent B (99.9% ACN, 0.1% FA) and then isocratic elution in 100% of solvent B
for 2 more minutes.
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Figure S65. TH NMR spectrum of (3R)-docos-(15Z)- en-1-yn-3-ol (11) in CDCl;

DK96.5.1.fid

DK96.5 in CDCI3 15:%12 Lo desuns iR Lo
2500
2000
1500
1000
500
!

o

T T T T T T T T T T T T T T T T

75 70 65 60 55 5.0 45 4.0 35 3.0 25 20 15 10 05 00

Figure S66. 13C NMR spectrum of (3R)-docos-(15Z)- en-1-yn-3-ol (11) in CDCl3
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Table S11. NMR data of (3R)-docos-(15Z)- en-1-yn-3-ol (11) in CDCl3.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®
I 1264 CH 2.45d(2.0) 3
2 85.0€ qC - 1,3,4
3 62.3 CH 4361d (6.5, 2.0) 1,4
4 37.6 CH, 1.70 m 3,6
5 25.0 CH, 1.41 m 3,4,6
6 29.0 CH, 126 m 4,5
7-13 29.6(7 x CH, 122 1.31 brm
14 27.2 CH, 2.0l m 13,15
15 129.9 CH 5.34t(4.5) 13, 14
16 129.9 CH 5.34t(4.5) 17, 18
17 27.2 CHy 2.0l m 16, 18
18-19 29 6f2 x CH, 1.22 - 1.31 brm
20 31.8 CH, 1.25m 19, 21a, 21b, 22
2la 22.6 CH, 1.33m 20, 22
b 1.28 m
22 14.1 CHjy 0.87 t(7.0) 20, 21a,21b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment;

CDetermined from HMBC experiment; dly=251.0 Hz; €2J=46.0 Hz; fExact 13C chemical shifts 29.21,
29.49,29.52 (x 3),29.60 (x 2), 29.72,29.74 ppm.

Figure S67. EIMS of (3R)-docos-(15Z)- en-1-yn-3-ol (11)
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Figure S68. TH NMR spectrum of (3R)-tetracos-(4E,15Z)-dien-1-yn-3-ol (12) in CDCl3
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Figure S69. 13C NMR spectrum of (3R)-tetracos-(4E,15Z)-dien-1-yn-3-ol (12) in CDCl;

DK81.1.2.fid
DK81.1in CDCI3 4.06.12
‘ \/ / 5500
5000
4500
4000
3500
[~3000
2500
2000
1600
1000
[-500
o
[--500
190 180 170 160 150 140 130 120 10 100 920 80 70 60 50 a0 30 20 10 o

11 (ppm)



Figure S70. HSQC spectrum of (3R)-tetracos-(4£,15Z)-dien-1-yn-3-ol (12) in CDCl;
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Figure S71. HMBC spectrum of (3R)-tetracos-(4E,15Z)-dien-1-yn-3-ol (12) in CDCl;
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Figure S72. COSY spectrum of (3R)-tetracos-(4£,15Z)-dien-1-yn-3-ol (12) in CDCl;
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Figure S73. DEPT spectrum of (3R)-tetracos-(4E,15Z)-dien-1-yn-3-o0l (12) in CDCl;
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Table S12. NMR data of (3R)-tetracos-(4£,15Z)-dien-1-yn-3-ol (12) in CDCl;3.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®
1 73.9d CH 2.56 brs 3
2 83 .4€ qC - 1,3,4
3 62.8 CH 4.83 brd (6.0) 1,4,5
4 128.3 CH 5.60 dd (15.3, 6.0) 3,6
5 134.6 CH 5.91dt(15.3,7.1) 3,6,7
6 31.9 CH, 2.06 q (7.1) 4,5,7,8
7 28.8 CH, 1.38m 5,6,8
8-13 ~29.6f6 x CH, 1.22 -1.32 brm
14 27.2 CH, 2.0l m 13,15
15 129.9 CH 5.34t(5.0) 13, 14
16 129.9 CH 5.34t(5.0) 17,18
17 27.2 CH, 2.0l m 16, 18
18-21 29.6f4 x CH, 1.22 - 1.32 brm
22 31.9 CH, 1.25m 21, 23a, 23b, 24
23a 22.7 CH, 1.32m 22,24
b 1.28 m
24 14.1 CH; 0.881(6.7) 22,21a,21b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment;

CDetermined from HMBC experiment; dly=2515 Hz; © 27=494 Hz; fExact 13C chemical shifts 29.18,

29.31 (X 2),29.45,29.52 (X 4),29.68,29.76 ppm.
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Figure S74. EIGCMS spectrum of (3R)-tetracos-(4E,157)-dien-1-yn-3-ol (12)
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Figure S75. LCMS chromatogram and mass spectrum of the periodate-permanganate oxidation
products of (3R)-tetracos-(4E,157)-dien-1-yn-3-ol (12). 2 Minutes gradient from 100% solvent A (95%
H»0, 5% ACN, 0.1% FA) to 100% of solvent B (99.9% ACN, 0.1% FA) and then isocratic elution in 100% of
solvent B for 2 more minutes.
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Figure S76. TH NMR spectrum of (5S)-icos-(32)-en-1-yn-5-ol (13) in CDCl;

DK91.2.1fid
DK91é|&%%1\3 10712 4%
P YA R i

554
553
552
551
469
467
466
464
348
31
31

P 7000

X
<
208

6500

6000

F-5500

F-5000

F4500

F-4000

3500

3000

2500

2000

1500

F-1000

1 ! 500

F--500

T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
32 60 58 56 54 52 50 48 46 44 42 40 38 36 34
1(ppm)

Figure S77. 13C NMR spectrum of (55)-icos-(3Z)-en-1-yn-5-0l (13) in CDCly
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Figure S78. HSQC spectrum of (55)-icos-(32)-en-1-yn-5-ol (13) in CDCl5
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Figure S79. HMBC spectrum of (55)-icos-(3Z2)-en-1-yn-5-ol (13) in CDClj
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Figure S80. COSY spectrum of (55)-icos-(3Z2)-en-1-yn-5-ol (13) in CDCl5
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Table S13. NMR data of (55)-icos-(3Z2)-en-1-yn-5-ol (13) in CDCl;.2

Position 8¢, mult.b Oy, mult. J (Hz) LR H-C Correlations®
1 82.7d CH 3.13d(1.5) 3
2 79.5€ qC - 1,4
3 108.8 CH 5.52dd (11.0, 1.5) 1,4,5
4 147.5 CH 5.98dd (11.0, 8.9) 1,3,5, 6a, 6b
5 70.0 CH 4.67 dt (8.9, 8.5) 3,4, 6a, 6b, 7a, 7b
6a 36.5 CH, 1.61 m 4,5,7a,7b, 8
b 1.52m
7a 28.8 CH, 1.41 m 5, 6a, 6b, 8
b 1.32m
8-17 296710 % CH, 1.23 - 1.35 brm
18 31.9 CH, 1.26 m 17, 19a, 19b, 20
19a 22.7 CH, 131 m 18, 20
b 1.26 m
20 14.1 CH; 0.88t(7.0) 18, 19a, 19b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment; “Determined

from HMBC experiment; 4 17=252.0 Hz; ©€2/=49.1 Hz; fExact 13C chemical shifts 29.34, 29.50, 29.54, 29.54,
29.65 (X 3),29.67 (X 3) ppm.

Figure S82. EIGCMS spectrum of (55)-icos-(32)-en-1-yn-5-o0l (13)
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Figure S83. HRCIMS spectrum of (55)-icos-(32)-en-1-yn-5-o0l (13)
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Figure S84. TH NMR spectrum of (55)-14-methylicos-(3Z)-en-1-yn-5-ol (14) in CDCl;
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Figure S85. 13C NMR spectrum of (55)-14-methylicos-(3Z)-en-1-yn-5-ol (14) in CDCl3
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Figure S86. HSQC spectrum of (55)-14-methylicos-(32)-en-1-yn-5-ol (14) in CDCl;
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Figure S87. HMBC spectrum of (55)-14-methylicos-(32)-en-1-yn-5-ol (14) in CDCl3
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Figure S88. COSY spectrum of (55)-14-methylicos-(32)-en-1-yn-5-ol (14) in CDCl;

Figure S89. DEPT spectrum of (55)-14-methylicos-(3Z2)-en-1-yn-5-ol (14) in CDCl;
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Table S14. NMR data of (55)-14-methylicos-(32)-en-1-yn-5-ol (14) in CDCl;.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations€®
1 22 74 CH 3.13dd (3.5, 1.0) 3
2 79.5¢ qC - 1,4
3 108.8 CH 5.53dd (11.0, 3.5, 1.0) 1,4,5
4 147.5 CH 5.98 ddd (11.0, 8.0, 1.0) 1, 3,5, 6a, 6b
5 70.0 CH 4.67 qd (8.0, 1.0) 3,4, 6a, 6b, 7a, 7b
6a 36.5 CH, 1.62m 4,5,7a,7b, 8
b 1.52m
Ta 25.1 CH, 141 m 5, 6a, 6b, 8
b 1.32m
8-11 ~29.6f4 X CH2 1.21 —1.33 brm
12 27.1 CH,y 1.26 m 11, 13a, 13b
13a 37.1 CH2 1.26 m 12, 14, 15a, 15b, 21
b 1.07 m
14 32.7 CH 1.35m 13a, 13b, 15a, 15a, 21
15a 37.1 CH, 1.26 m 13a, 13b, 14, 16, 21
b 1.07 m
16 27.1 CH, 1.26 m 15a, 15b, 17
17 ~29.6fCH2 1.21 —1.33 brm
18 32.3 CH2 1.26 m 17, 19a, 19b, 20
19a 22.7 CH2 1.31m 18, 20
b 1.26 m
20 14.1 CH; 0.88 t(7.0) 18, 19a, 19b
21 19.7 CH; 0.83d (6.5) 13b, 15b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment;

CDetermined from HMBC experiment; dly=252.0 Hz; ©€2J=49.1 Hz; fExact 13C chemical shifts 29.52,

29.56,29.63, 29.67,29.99 ppm.
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Figure S90. EIGCMS spectrum and fragmentation of (55)-14-methylicos-(3Z2)-en-1-yn-5-o0l
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Figure S91. HRCIMS spectrum of (55)-14-methylicos-(3Z2)-en-1-yn-5-o0l (14)
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Figure S92. 'H NMR spectrum of (55)-18-methylicos-(32)-en-1-yn-5-ol (15) and (55)-19-
methylicos-(3Z)-en-1-yn-5-o0l (16) in CDCl;
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Figure S93. 13C NMR spectrum of (55)-18-methylicos-(32)-en-1-yn-5-ol (15) and (55)-19-
methylicos-(3Z)-en-1-yn-5-o0l (16) in CDCl;
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Figure S94. HSQC spectrum of (55)-18-methylicos-(32)-en-1-yn-5-ol (15) and (55)-19-
methylicos-(32)-en-1-yn-5-ol (16) in CDCly

e

5.1.3.er 10
DK85.11n CDCI3 18.06.12  HSQC

1 20

—3 = 30

3 Fao

! & 50

60

—= F70
— =
£
80 g

20

100

- 110

F120

130

140

F150

T T T T T T T T T T T
60 55 50 a5 20 a5 30 25 20 15 10

12 (ppm)

Figure S95. HMBC spectrum of (55)-18-methylicos-(3Z2)-en-1-yn-5-o0l (15) and (55)-19-
methylicos-(3Z)-en-1-yn-5-o0l (16) in CDCl;
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Figure S96. COSY spectrum of (55)-18-methylicos-(32)-en-1-yn-5-ol (15) and (55)-19-
methylicos-(32)-en-1-yn-5-ol (16) in CDCly
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Figure S97. DEPT spectrum of (55)-18-methylicos-(32)-en-1-yn-5-ol (15) and (55)-19-
methylicos-(32)-en-1-yn-5-ol (16) in CDCly
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Table S15. NMR data of (55)-18-methylicos-(32)-en-1-yn-5-ol (15) in CDCl;.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®
1 82.6d CH 3.13d(2.0) 3
2 79.6€ qC - 1,4
3 108.7 CH 5.52.dd (11.0, 2.0) 1,4,5
4 147.5 CH 5.97 dd (11.0, 8.0) 1, 3,5, 6a, 6b
5 70.0 CH 4.65 q (8.0) 3,4, 6a, 6b, 7a, 7b
6a 36.5 CH, 1.62 m 4,5,7a,7b, 8
b 1.52m
7a 25.0 CH, 1.39m 5, 6a, 6b, 8
b 1.32m
8-15 ~29.6f 8 x CH, 1.22 - 1.30 brm
16 27.1 CHy 1.24 m 15,17a, 17b
17a 36.6 CH, 1.06 m 16, 18, 21
b 1.26 m
18 344 CH 1.28 m 17a, 17b, 19a, 19b, 20, 21
19a 22.6 CH,p 1.31m 20, 21
b 1.10 m
20 11.4 CH;y 0.84 m 19a, 19b
21 19.2 CHjy 0.83 d (6.2) 17a, 17b, 18, 19a, 19b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment; Determined

from HMBC experiment; dly=2515 Hz; €2J=50.6 Hz; fExact 13C chemical shifts 29.53,29.56, 29.66 (X 3),

29.70, 29.91, 30.00 ppm.

Table S16. NMR data of (55)-19-methylicos-(3Z)-en-1-yn-5-ol (16) in CDCl;.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®

1 82.6d CH 3.13d(2.0) 3

2 79.6 qC - 1,4

3 108.7 CH 5.52.dd (10.5, 2.0) 1,4,5

4 147.5 CH 5.97 dd (10.5, 8.0) 1, 3,5, 6a, 6b

5 70.0 CH 4.65 q(8.0) 3,4, 6a, 6b, 7a, Tb

6a 36.5 CH, 1.62 m 4,5,7a,7b, 8
b 1.52m

7a 25.0 CH, 1.39m 5, 6a, 6b, 8
b 1.32m
8-16 ~29.69 x CH, 1.22 - 1.30 brm

17 27.4 CH, 1.24m 16, 18

18 39.0 CH, 1.13m 17,19, 20, 21
19 279 CH 1.50 m 18, 20, 21

20 22.6 CHjy 0.85d (6.5) 18,19, 21

21 22.6 CHjy 0.85d (6.5) 18, 19, 20

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment; Determined
from HMBC experiment; 9 17=251.5Hz; €27=50.6 Hz; fExact 13C chemical shifts 29.49, 29.53, 29.56, 29.66

(X 6) ppm.
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Figure S98. EIGCMS spectrum of (55)-18-methylicos-(32)-en-1-yn-5-ol (15)
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Figure S99. EIGCMS spectrum of (55)-19-methylicos-(3Z)-en-1-yn-5-ol (16)
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Figure S100. HRCIMS spectrum of (55)-18-methylicos-(3Z)-en-1-yn-5-ol (15)
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Figure S101. HRCIMS spectrum of (55)-19-methylicos-(3Z)-en-1-yn-5-o0l (16)

~ Compound Spectrum SmartFormula Report

Analysis Info Acquisition Date  5§/17/2015 1:38:53 PM
Analysis Name  D:\Data\Client'CLI_9279_22000001.d
Method GCAPCI_pos_cli_8051.m Operator  Larisa Panz
Sample Name  DK85.1(15+16) Instrument maXis impact 282001.00128
Commet |6 o o
Acquisition Parameter
Source Type APCI lon Polarity Positive Set Nebulizer 4.0 Bar
Focus Active Set Capllary 4000V Set Dry Heater 200 *C
Scan Begin 50 miz Set End Plate Offset 500V Set Dry Gas 2.0 Umin
Scan End 1000 m/z Set Charging Voltage 2000V Set Divert Valve Source

Set Corona 4000 nA Set APCI Heater 450 °C

+MS, 6.2-6.7min #371-402

Intens.. NS, 6.2-6.Tmin #37 1402

x104
307.3026
15
10
05
L 308.3059
00 - ‘/\~ - v
307.0 3072 3074 3076 3078 3080 2082 084 086 3088 mz

Meas. m/z # lon Formula m/z err[ppm] mSigma # mSigma Score rdb ¢ Conf N-Rule jerr| [mDa)
3073026 | C2IHISO 307.2995 99 278 1 10000 25 even ok 30

CLI_9279_22000001.¢
Bruker Compass DataAnalysis 4.2 printed: 5/17/2015 1:49:56 PM by: Larisa Panz Page 10f 1

84



Figure S102. 'H NMR spectrum of 14-methyldocos-(32)-en-1-yn-5,6-diol (17) in CDCly
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Figure S103. 13C NMR spectrum of 14-methyldocos-(3Z)-en-1-yn-5,6-diol (17) in CDCl3
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Figure S104. HSQC spectrum of 14-methyldocos-(3Z2)-en-1-yn-5,6-diol (17) in CDCl3
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Figure S105. HMBC spectrum of 14-methyldocos-(3Z)-en-1-yn-5,6-diol (17) in CDCl3
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Table S17. NMR data of 14-methyldocos-(3Z)-en-1-yn-5,6-diol (17) in CDCl3.2

Position 8¢, mult.b Oy, mult. J (Hz) LR H-C Correlations®
1 83.0d CH 3.16 d (1.5) 3
2 79.3¢ qC - 1,4
3 111.4 CH 5.68 dd (11.0, 1.5) 1,4,5
4 147.5 CH 6.12dd (11.0,9.0) 1,3,5,6
5 72.7 CH 4.68 dd (9.0,3.0) 3,6,7
6 74.1 CH 3.82td (6.5, 3.0) 4,5,7
7 31.9 CH, 1.43 q (6.5) 5,6, 8a, 8b
8a 25.8 CH, 1.49m 6,7
b 1.34m
9 29.4 CH, 1.28 m 7
10-11 ~29.6(2 x CH, 1.24-1.28 brm
12 27.1 CH,y 1.25m 11, 13a, 13b
13a 37.1 CH, 1.26 m 14, 15a, 15b, 23
b 1.06 m
14 32.7CH 1.35m 13a, 13b, 15a, 15b, 23
15a 37.1 CH, 1.26 m 13a, 13b, 14, 23
b 1.06 m
16 27.1 CH, 1.25m 15a, 15b, 17
17-19 ~29.6(3 x CH, 1.24-1.28 brm
20 31.9CH 1.25m 19, 21a, 21b, 22
21a 22.7 CH,p 1.32m 20, 22
b 1.26 m
22 14.1 CH;y 0.84 t(6.5) 21a,21b
23 19.7 CH; 0.83 d (6.5) 13a, 13D, 14, 15a, 15b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment; Determined
from HMBC experiment; 4 17=250.5 Hz; ©27=45.0Hz [Exact 13C chemical shifts 29.61, 29.69, 29.93, 29.98,

30.03 ppm.
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Figure S107. EIMS and fragmentation pattern of 14—methy1docos—(3Z)—en—1—yq—S ,6-diol (17)
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Figure S108. 'H NMR spectrum of (3R)-icos-(4E)-en-1-yn-3-ol (18) in CDCl;
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Figure S110. HSQC spectrum of(3R)-icos-(4E)-en-1-yn-3-o0l (18) in CDCl;.
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Figure S111. HMBC spectrum of(3R)-icos-(4E)-en-1-yn-3-o0l (18) in CDCl;.
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Figure S112. COSY spectrum of(3R)-icos-(4E)-en-1-yn-3-o0l (18) in CDCl;.
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Table S18. NMR data of (3R)-icos-(4E)-en-1-yn-3-ol (18) in CDCl;.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®

1 73.64 CH 2.53d(2.0) 3

2 83.5¢ qC - 1,3,4

3 62.5 CH 4.79 d (6.0) 1,4,5

4 128.4 CH 5.56 dd (15.5, 6.0) 3,6

5 134.5 CH 5.87dt(15.5,7.0) 3,6,7

6 31.9 CH, 2.03 q(7.0) 57,8

7 28.8 CH, 1.36 m 5,6,8
8-17 ~29.6f10 x CH, 1.21 - 1.28 brm

18 31.8 CH 1.23 m 17, 19a, 19b, 20
19a 22.6 CH,p 1.36 m 18, 20

b 1.26 m
20 14.0 CH; 0.85t(7.0) 18, 19b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment; *Determined
from HMBC experiment; d17=250.0 Hz; ©€2J/=484Hz; fExact 13C chemical shifts 29.10, 29.26,29.38 ,29.59

(X 6),29.50 ppm.
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Figure S114. EIGCMS spectrum of (3R)-icos-(4E)-en-1-yn-3-ol (18)
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Figure S115. HRCIMS spectrum of (3R)-icos-(4E)-en-1-yn-3-o0l (18)
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Figure S116. 'H NMR spectrum of (3R)-19-methylicos-(4E)-en-1-yn-3-ol (19) in CDCl3
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Figure S117. 13C NMR spectrum of (3R)-19-methylicos-(4E)-en-1-yn-3-ol (19) in CDCl;
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Table S19. NMR data of (3R)-19-methylicos-(4E)-en-1-yn-3-ol (19) in CDCl;.2

Position 8¢, mult.b Oy, mult. J (Hz) LR H-C Correlations®

1 73.9d CH 2.55d(2.0) 3

2 83.4¢ qC - 1,3,4

3 62.8 CH 4.82 d (6.0) 1,4,5

4 128.3 CH 5.59 dd (15.0, 6.0) 3,6

5 134.6 CH 5.90 dt (15.0, 7.0) 3,6,7

6 31.9 CH, 2.05q (7.0 4,5,7,8

7 28.8 CH, 1.38 m 5,6,8

8-16 ~29 69 x CH, 1.22 - 1.31 brm

17 27.4 CH, 1.24 m 16, 18

18 39.0 CH, 1.14 m 17,19, 20, 21
19 27.9 CH 1.50 qqt (6.0, 6.0, 6.0) 18, 20, 21
20 22.6 CH; 0.85d (6.0) 18, 19, 21
21 22.6 CHjy 0.85d (6.0) 18, 19, 20

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment; “Determined

from HMBC experiment; d17=250.0 Hz; ©2J=49.0 Hz; fExact 13C chemical shifts 29.45,29.57,29.67 (X 6),

29.71 ppm.

Figure S118. HRCIMS spectrum of (3R)-19-methylicos-(4E)-en-1-yn-3-ol (19)
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Figure S119. 'H NMR spectrum of (3R)-henicos-(4E)-en-1-yn-3-ol (20) in CDCl;
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Table S20. NMR data of (3R)-henicos-(4E)-en-1-yn-3-ol (20) in CDCl;.2

Position &y, mult. J (Hz) Oy, mult. J (Hz)
publishedb
1 2.56s 2.54d12.0)
2 - -
3 4.83d (6.0) 4.82d(5.5)
4 5.61 dd (15.0, 6.0) 5.58 ddt (15.0, 5.5, 1.0)
5 5.90 dt (15.0, 7.0) 5.90 dtd (15.0, 7.0, 1.0)
6 2.07 q (7.0) 2.04 q (7.0)
7 1.39m 1.23-136m
8-18 1.23-1.30 brm 1.23-136m
19 1.25m 1.23-136m
20a 1.39m 1.23-136m
b 1.28 m 1.23-136m
21 0.88 £ (6.5) 0.86 t (7.0)

a500.13 MHz for 1H and 125.76 MHz for 13C; bHallock. Y. F.; Cardelina II, J. H.; Balaschak, M. S.; Alexander,

M. R.; Prather, T.R.; Shoemaker, R. H.; Boyd, M. R. J. Nat. Prod. 1995, 58, 1801-1807.
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Figure S120. CIGCMS spectrum of (3R)-henicos-(4E)-en-1-yn-3-ol (20)
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Figure S121. HRCIMS of (3R)-henicos-(4E)-en-1-yn-3-ol (20)
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Figure S122. 'H NMR spectrum of (3R)-docos-(4E,15Z)-dien-1-yn-3-ol (21) in CDCl;
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Figure S123. 13C NMR spectrum of (3R)-docos-(4E,15Z)-dien-1-yn-3-ol (21) in CDCl3
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Table S21. NMR data of (3R)-docos-(4E,15Z)-dien-1-yn-3-ol (21) in CDCl5.2

Position 8¢, mult.b Oy, mult. J (Hz) LR H-C Correlations®
I -3.0d CH 255d(25) 3
2 83.3¢ qC - 1,3,4
3 62.7 CH 4.82 brd (6.0) 1,4,5
4 128.3 CH 5.60 dd (15.0, 6.0) 3,6
5 134.5 CH 5.91dt (15.0, 7.5) 3,6,7
6 31.9 CH, 2.05q (7.5) 4,5,7,8
7 28.8 CH, 1.38 m 5,6,8
8-13 ~29.6f6 X CH2 1.22-1.30 brm
14 27.2 CH, 2.01q(5.5) 13, 15
15 129.8 CH 5.34t(5.5) 13, 14
16 129.9 CH 5.34t(5.5) 17,18
17 27.2 CH, 2.0l m 16, 18
18-19 29 6f2 x CH, 1.22 - 1.30 brm
20 31.7CH, 1.25m 19, 21a, 21b, 22
2la 22.6 CH, 1.32m 22,24
b 1.27m
22 14.1 CH;y 0.88 t(6.7) 20, 21a, 21b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment;

CDetermined from HMBC experiment; dly=2520 Hz; €2J=49.0 Hz; fExact 13C chemical shifts 28.95,
29.15, 29.25,29.42,29.49 (x 2),29.70,29.72 ppm.

Figure S124. EIGCMS spectrum of (3R)-docos-(4F,157)-dien-1-yn-3-ol (21)
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Figure S125. 'H NMR spectrum of (3R)-21-methyldocos-(4E,15Z)-dien-1-yn-3-ol (22) in
CDCl,
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Figure S126. 13C NMR spectrum of (3R)-21-methyldocos-(4E,15Z)-dien-1-yn-3-ol (22) in
CDCl3
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Table S22. NMR data of (3R)-21-methyldocos-(4E,15Z)-dien-1-yn-3-ol (22) in CDCl;.2

Position 8¢, mult.b Oy, mult. J (Hz) LR H-C Correlations®

1 73.94 CH 2.56s 3

2 83.3¢ qC - 1,3,4

3 62.8 CH 4.83 brd (6.0) 1,4,5

4 128.3 CH 5.61dd (15.0, 6.0) 3,6

5 134.6 CH 5.91 dt (15.0, 7.0) 3,6,7

6 31.9 CH, 2.06 q (7.0) 4,5,7,8

7 28.8 CH, 139 m 56,8
8-13 ~29.6f6 X CH2 1.24 -1.32 brm

14 27.2 CH, 2.0l m 13,15

15 129.9 CH 5.34t(4.0) 13, 14

16 129.9 CH 5.34t(4.0) 17,18

17 27.2 CH, 2.0l m 16, 18

18 30.0 CH, 1.31m

19 27.2 CH, 1.28 m 18,20

20 39.3CH, 1.17m 19,21, 22,23
21 28.0 CH 20, 22,23
22 22.6 CHjy 0.85d (6.5) 20, 21,23
23 22.6 CH, 0.85 d (6.5) 20, 21,22

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment;
CDetermined from HMBC experiment; dly=251.0 Hz; €2J=49.5Hz; fExact 13C chemical shifts 29.17,

29.29,29.44,29.53 (x 2),29.73 ppm.

Figure S127. EIMS spectrum of (3R)-21-methyldocos-(4F,15Z)-dien-1-yn-3-ol (22)
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Figure S128. 'H NMR spectrum of (3R)-14-methyldocos-1-yn-3-ol (23) in CDCl;
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Figure S129. 13C NMR spectrum of (3R)-14-methyldocos-1-yn-3-ol (23) in CDCl3
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Table S23. NMR data of (3R)-14-methyldocos-1-yn-3-ol (23) in CDCl;.2

Position 8¢, mult.b 8y, mult. J (Hz) LR H-C Correlations®
I 7304 CH 2.55d(2.0) 3
2 83.4¢ qC - 1,3,4
3 62.8 CH 4.82 brd (5.5) 1,4,5
4 128.3 CH 5.60 dd (15.3, 6.0) 3,6
5 134.5 CH 5.90dt (15.3,7.0) 3,6,7
6 31.9 CH, 2.06 q (7.0) 4,5,7,8
7 28.8 CH, 1.38 m 5,6,8
8-11 ~29.5f4 x CH, 1.23-1.26 brm
12 27.1 CHy 1.24 m 11, 13a, 13b
13a 37.1 CH, 1.26 m 12, 14, 15a, 15b, 23
b 1.06 m
14 32.7CH 1.34 m 13a, 13b, 15a, 15a, 23
15a 37.1 CHy 1.26 m 13a, 13b, 14, 16, 23
b 1.06 m
16 27.0 CH, 1.23 m 15a, 15b, 17
17-19 ~29.5f3 x CH, 1.23-1.26 brm
20 31.9CH, 1.24 m 19, 21a, 21b, 22
2la 22.7 CH,p 1.31m 20, 22
b 1.25m
22 14.1 CHjy 0.87t(6.7) 21a,21b
23 19.7 CHy 0.83 d (6.5) 13b, 15b

a500.13 MHz for 'H and 125.76 MHz for 13C; bMultiplicity and assignment from HSQC experiment;

CDetermined from HMBC experiment; d1y=250.5 Hz; €2J=483Hz; fExact 13C chemical shifts 29.17,
29.34,29.46, 29.60, 29.67, 29.98, 30.00 ppm.
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Figure S130. EIMS of (3R)-14-methyldocos-1-yn-3-o0l (23)
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Figure S131. IH NMR spectrum of (4E,6EF)-docosa-4,6-dien-1-yn-3-ol (rac-27) in CDCl;
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Figure S132. 13Cc NMR spectrum of (4E,6E)-docosa-4,6-dien-1-yn-3-ol (rac-27) in CDCl;
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Figure S133. HREIMS of (4E,6E)-docosa-4,6-dien-1-yn-3-ol (rac-27)

L Elemental Composition Report Page 1

Single Mass Analysis -
Tolerance = 100.0 PPM / DBE: min = -1.5, max = 50.0
Selected filters: None

Monoisotopic Mass, Odd and Even Electron lons
24 formula(e) evaluated with 3 results within limits (all results (up to 1000) for each mass)
Elements Used:
C:15-30 H:0-50 0:0-5
Carmeli_2016_5_8_2acc 24 (3.201)

milv 318.2940 620
{ |
1
| |
|
%
1
3102964 3202963
| 3212828
l_ 317.9838 3199786 |
'Y SR Atk daal— SN IR DA AL
318.00 31850 319.00 319.50 32000 320 50 321.00 321.50
Minimum: -1.5
Maximum: 5.0 100.0 50.0
Mass Calc. Mass =Da PPM DBE i-FIT Formula
318.2940 318.2923 1.7 5.3 4.0 72.9 €22 H38 O
318.2770 17.0 53.4 0.0 89.5 Cl8 HI8 o4
318.3134 =19.4 -60.9 -1.0 91.5 Cl9 H42 03
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Figure S134. IH NMR spectrum of (S)-((R)-icos-(4FE)-en-1-yn-3-yl-3,3,3-trifluoro-2-methoxy-
2-phenylpropanoate ((S,R)-29) in CDCl;
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Figure S135. IH NMR spectrum of (S)-((S)-icos-(4E)-en-1-yn-3-yl-3,3,3-trifluoro-2-methoxy-
2-phenylpropanoate ((S,S5)-29) in CDCl;
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Figure S136. IH NMR spectrum of dodec-1-yn-3-ol (rac-31) in CDCl3
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Figure S137. 13Cc NMR spectrum of dodec-1-yn-3-ol (rac-31) in CDCl3
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Figure S138. HRCIMS of dodec-1-yn-3-ol (rac-31)
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Figure S139. 'H NMR spectrum of octadec-1-yn-3-ol (rac-32) in CDCly
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Figure S140. 13C NMR spectrum of octadec-1-yn-3-ol (rac-32) in CDCl3
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Figure S141. CIGCMS of octadec-1-yn-3-ol (rac-32)
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Figure S142. HRCIMS of octadec-1-yn-3-ol (rac-32)
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Figure S143. 'H NMR spectrum of octadec-1-yn-3-ol (R-32) in CDCl;
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Figure S144. 'H NMR spectrum of octadec-1-yn-3-ol (S-32) in CDCl;
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Figure S145. IH NMR spectrum of icos-1-yn-3-ol (rac-33) in CDCl3
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Figure S146. 13C NMR spectrum of icos-1-yn-3-ol (rac-33) in CDCl;
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Figure S147. CIGCMS of icos-1-yn-3-ol (rac-33)
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Figure S148. HRCIMS of icosc-1-yn-3-ol (rac-33)
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Figure S149. 'H NMR spectrum of (R)-((S)-octadec-1-yn-3-yl)-3,3,3-trifluoro-2-methoxy-2-
phenylpropanoate ((R,S)-34) in CDCl;
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Figure S150. 13C NMR spectrum of (R)-((S)-octadec-1-yn-3-yl)-3,3,3-trifluoro-2-methoxy-2-
phenylpropanoate ((R,S$)-34) in CDCl3
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Figure S151. 'H NMR spectrum of (R)-((R)-octadec-1-yn-3-yl)-3,3,3-trifluoro-2-methoxy-2-
phenylpropanoate ((R,R)-34) in CDClj
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Figure S152. 13C NMR spectrum of (R)-((R)-octadec-1-yn-3-yl)-3,3,3-trifluoro-2-methoxy-2-
phenylpropanoate ((R,R)-34) in CDCl;
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Figure S153. 'H NMR spectrum of octadec-1-yn-3-yl 4-methylbenzenesulfonate (rac-35) in
CDCl,
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Figure S154. 13C NMR spectrum of octadec-1-yn-3-yl 4-methylbenzenesulfonate (rac-35) in
CDCl
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Figure S155. ESIMS of octadec-1-yn-3-yl 4-methylbenzenesulfonate (rac-35)
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Figure S156. HRESIMS of octadec-1-yn-3-yl 4-methylbenzenesulfonate (rac-35)
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Figure S157. 'H NMR spectrum of 3-chlorooctadec-1-yne (rac-36) in CDCls
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Figure S159. SMBEIMS of 3-chlorooctadec-1-yne (rac-36)
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Figure S161. 'H NMR spectrum of octadec-1-yn-3-amine (rac-37) in CDCl;

DK151.10/1.fid
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Figure S162. 13C NMR spectrum of octadec-1-yn-3-amine (rac-37) in CDCly
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Figure S163. ESIMS of octadec-1-yn-3-amine (rac-37)
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Figure S164. HRESIMS of octadec-1-yn-3-amine
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Figure S165. 'H NMR spectrum of 3-methoxyoctadec-1-yne (rac-38) in CDCly
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Figure S166. 'H NMR spectrum of 3-methoxyoctadec-1-yne (rac-38) in CDCly
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Figure S167. EIGCMS of 3-methoxyoctadec-1-yne (rac-38)
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Figufp S168. TH NMR spectrum of S-octadec-1-yn-3-yl ethanethioate (rac-39) in CDCl;

DK156.5 in CDC13 9.07.13
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Figure S169. 13C NMR spectrum of S-octadec-1-yn-3-yl ethanethioate (rac-39) in CDCl;

DK156.5 in CDC13 9.07.13
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Figure S170. ESIMS of S-octadec-1-yn-3-yl ethanethioate (rac-39)
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Figure S171. 'H NMR spectrum of octadec-1-yn-3-thiol (rac-40) in CDCl;
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Figure S172. 13C NMR spectrum of octadec-1-yn-3-thiol (rac-40) in CDCly
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Figure S173. 'H NMR spectrum of 3-methylnonadec-1-yn-3-ol (rac-41) in CDCl3
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Figure S174. 13C NMR spectrum of 3-methylnonadec-1-yn-3-ol (rac-41) in CDCl
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Figure S175. HRCIMS of 3-methylnonadec-1-yn-3-ol (rac-41)
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Figure S176. 'H NMR spectrum of henicos-2-yn-4-ol (rac-42) in CDCl;
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Figure S177. 13C NMR spectrum of henicos-2-yn-4-ol (rac-42) in CDCl3
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Figure S178. HRCIMS of henicos-2-yn-4-ol (rac-42)
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Figure S179. 'H NMR spectrum of 1-(3-tetradecylphenyl)prop-2-yn-1-ol (rac-45) in CDCly
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Figure S180. 13C NMR spectrum of 1-(3-tetradecylphenyl)prop-2-yn-1-ol (rac-45) in CDCl;
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Figure S181. HREIMS of 1-(3-tetradecylphenyl)prop-2-yn-1-ol (rac-45)
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Figure S182. IH NMR spectrum of 1-(2-tetradecylphenyl)prop-2-yn-1-ol (rac-48) in CDCl;

k‘ 1 1
1 AA

T T T T T T T T T T T T T T T
80 75 70 65 60 55 50 45 40 35 3.0 25 20 15 10

" o ofe) ol el Y k=
SIS < Rl R KB F
s K x e b e

&

T
0.5 ppm

DK319_jn GDC13 21.04.16

YuouNwOwr~N or~oOomMmr ~ WOVt
nur~oYor~m O oM ~ N1tOOVWOHT~O -
e e e e oMo wwn (2] MMOANLVONMO - o
oYW e s s o s . s s s s m 8. e 8 o
SONNNN N ] NHAARAR N T -
N W e

'

! |
|
T T T T T T T T T T T T T T T T T

150 140 130 120 110 100 9 80 70 60 50 40 30 20 10 ppm

/

Current Data Parameters
NAX 9

EXPNO 1
PROCNO 1

F2 - Acquisition Parameters

Date 20160421

™ 10.07
spect

S mm PABBO BB/
€oc13

9
AQ 3.4079220 sec
[0 1.005’033%0 sec
wammm CHANNEL £1 wwmwmmes
12.50 usec

20.00000000 W
400.1720000 MHz

F2 - Processing parameters
sI 1048576

57
SF 400.1700081 MHz
WOW ]
s5B 0
18 0.30 Hz
GB 0
PC 1.20

Current Data Paramet
NAME oK
EXPNO

PROCNO

F2 - Acquisition Parameters
20160421
10.11
spect
S mm PABBO BB/
coc13
0

SWH 22058.824
FIDRES 0.673182
oW 22.667

50.00000000
100.6328270 MMz

CHANNEL 2 swsssunn
waltzl6
14

90.00 usec
20.00000000 W
0.30972999 w
0.25088000 w

SPO2 400.1720009 MHz
F2 - Processing parameters
I 1048576

SF 100.6228292 MHz
wWOoN EN
ssB 0

LB 3.00 Hz
GB 0

BC 1.00

Figure S183. 13C NMR spectrum of 1-(2-tetradecylphenyl)prop-2-yn-1-ol (rac-48) in CDCl;
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Figure S184. HREIMS of 1-(2-tetradecylphenyl)prop-2-yn-1-ol (rac-48)
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Figure S185. 'H NMR spectrum of 1-phenylprop-2-yn-1-ol (rqp-49) in CDCl3
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Figure S186. 13C NMR spectrum of 1-phenylprop-2-yn-1-ol (rac-49) in CDCl;
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Figure S187. HREIMS of l—phenylp{(v)p—Z—yn— 1-ol (rac-49)
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Figure S188. Dose response curves of the compounds described in Table 1 obtained from
screening of NSCLC U-1810 cells or diploid fibroblast WI-38 cells are presented. The IC5

values were deduced from the cell viability curves.
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