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Figure S1b. COSY spectrum (600 MHz, methanol-d,) of heronamide A (1)
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Figure S1c. HSQC spectrum (600 MHz, methanol-d,) of heronamide A (1)
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Figure S1d. HMBC spectrum (600 MHz, methanol-d,) of heronamide A (1)



ol

I I I I I I I I I I I I I

[
75 70 65 6.0 55 50 45 40 35 30 25 20 15 1.0
Figure Sle. ROESY spectrum (600 MHz, methanol-d,) of heronamide A (1)
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Figure S1f. IR spectrum of heronamide A (1
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Figure S3a. 'H NMR (600 MHz, pyridine-ds) and UV-vis (inset) spectrum of heronamide C (3)
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Table S1. NMR (600 MHz, methanol-d,) data for heronamide A (1)

pos 8y, mult (J in Hz) d¢ COSY ROESY 'H-"*C HMBC
1 177.3

2 3.64,ddd (9.2,7.2,24) 556 3,15 5 1,3,4,15,16
3 5.45,dd (108, 7.2) 1254 2,4 1,2,5

4 6.68,ddd (10.8,9.8,24) 1334 3,5 28 2

5 5.51,d (9.8) 130.7 4 2,7,13 3,7,28

6 1329

7 207, m* 536 8,12 5,13 8,9,12

8 3.84,dd (114,4.2) 708 7,9 12,28 7,9,12

9 4.12,dd (4.8,4.2) 677 8,10 7,8,10, 11
10 587, m 128.1 9,11 8 9,12

11 5.88, m" 1336 10,12 13 7,9,13

12 2.82,m 437  7,11,13 8,29 7,13, 14

13 5.05,d (10.8) 1331 12 5,7,11,15 15,29

14 137.8

15 3.22,dd (9.2, 8.6) 590 2,16 13 2,3,4,14,16,17,29
16 3.90, m* 685 15 14,17

17 3.89, m* 760  18a, 18B 15

18 2.50, m* 423 17,18B,19 16,17

18p 1.81,ddd (13.1,7.8,7.8) 17,18a, 19 17, 19,20

19 391, m* 533  18a/b,20a/b

20a 2.46, m 37.9  19,20b,21 19,21,22
20b 243, m 19,20a, 21 18,19,21,22
21 5.57,dt (14.8,7.5) 126.7 20a/b,22 20,23

22 6.12,dd (14.8,104) 1352 21,23 20,24

23 6.05,dd (14.5,104) 1314 22,24 25 25

24 5.64,dt (14.5,7.2) 134.1 23,25 22,25

25 2.06, m* 356 24,26 23 23,26,27

26 142, sxt (7.4) 235 25,27 25,27

27 0.92,t(74) 139 26 25,26

28 1.75,s 12.6 4,8 5,6,7

29 141,s 16.8 12 13,14, 15

[*] overlapping signals
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Table S2. NMR (600 MHz, methanol-d,) data for heronamide B (2)

pos 8y, mult (J in Hz) d¢ COSY ROESY 'H-"*C HMBC
1 175.5

2 2.68,dd (10.5,10.1) 560 3,17 4,16 1,3,4,17
3 5.05,dd (I15.1,10.1) 1308 2.4 17 5

4 5.92,dd (15.1,11.0) 1354 3,5 2,28 2

5 5.63, m* 1342 4 7 3,7,28
6 135.5

7 233, m° 557 8,12 5 8,12,28
8 3.81,dd (11.6,4.2) 714 7,9 12,28

9 4.13, m 679 8,10

10 581, m* 1283 9,11 9,12

11 581, m° 1344 10,12 7,9,12
12 3.18,dd (10.5,9.7) 436  7,11,13 8,28,29 7,13, 14
13 4 86% 1338 12 15,29

14 137.8

15 5.73,d (16.0) 1421 16 17 13,14,17,29
16 4.96,dd (16.0,9.7) 1273 15,17 2,18a.,29 14,17

17 242, m 474  2,16,18a, 188  3,15,19 2,15,16
1800 2.15,ddd (13.3,4.8,2.6) 348 17,183,19 16,19 16,17
18p 1.60, m 17,18a, 19 17,19,20
19 3.56,m 53.7  18a, 18p,20 17,21

20 231, m" 407 19,21 22 18,19,21
21 5.54,dt (15.0,7.4) 126.6 20,22 19 20,23

22 6.14,dd (15.0,104) 1355 21,23 20 20,23,24
23 6.05,dd (15.0,104) 1313 22,24 25 21,25

24 5.65, m* 1345 23,25 22,25

25 2.06, m 356 24,26 23 23,24,26,27
26 141, m 235 25,27 24,25,27
27 0.92,t(74) 139 26 25,26

28 1.69,s 13.1 4,8,12 5,6,7
29 1.64,s 14.1 12,16 13,14, 15

[*“] overlapping signals, * obscured by H,O signal
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Table S3. NMR (600 MHz, pyridine-ds) data for heronamide C (3)

pos 8y, mult (J in Hz) d¢ COSY ROESY 'H-"*C HMBC
1 168.3

2 6.34, m* 1299 3 1

3 7.38,dd (14.9,11.0) 1415 2,4 1

4 622, m 1255 3,5 5

5 6.36, m* 1439 4 3,7,28

6 1325

7 5.84,brd (8.2) 1400 8 5 5,28

8 5.33,dd (8.2, 3.0 734 17,9 28 6,7,9

9 5.01,dd, (8.9, 3.0) 715 8,10 28

10 6.18, m° 132.6 9,11 11

11 6.33, m" 1244 10,12 9

12 624, m° 1247 11,13

13 621, m° 1374 12

14 133.7

15 6.11,d (114) 1313 16 17 13,14,17,29
16 6.51,dd (14.9,114) 1313 15,17 18p,29

17 5.88,ddd (14.9,10.5,54) 1312 16,18a, 18p 15,19 16

18  2.53,m 348  17,18p,19 16 16, 17

18p 2.07,dd (23.1,10.5) 17, 18a, 19 16 17,19

19 456, m 504  18a, 18p,20a/b 17,21

20a 2.45,ddd (14.3,7.3,7.1) 39.0 19,20b,21 19 18,19,21,22
20b 2.39,ddd (14.3,7.1,6.7) 19, 20a, 21 18,19,21,22
21 5.77,dt (15.1,7.1) 1289 20a/b,22 19 20,23

22 6.19, m" 1332 21,23 20

23 6.02,dd (14.8,10.3) 131.1 22,24 21,24,25

24 5.58,dt, (14.8,6.9) 133.1 23,25 22,25,26

25 1.96,td (7.5,6.9) 348 24,26 23,24,26,27
26 1.30, sxt, (7.5) 227 25,27 24,25,27

27 0.81,t(7.5) 138 26 25,26

28 1.77,s 12.7 8,9 5,6,7

29 1.72,s 12.5 16 13,14, 15
NH 7.98,d (10.3) 19 1

[**] overlapping signals
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Table S4. NMR (600 MHz, methanol-d,) data for heronamide A acetonide (1a)

pos 8y, mult (J in Hz) d¢ COSY ROESY 'H-"*C HMBC
1 1774

2 3.62,ddd (9.2,7.1,2.3) 557 3,15 5 1,3,4,15,16
3 547, m* 1257 2,4 1,5

4 6.70,ddd (12.0,102,2.1) 1334 3,5 28 2

5 548, m* 1313 4 2 3,7,28

6 132.0

7 1.81, m° 550 8,12 13 6,12,28

8 4.47,dd (11.1,6.0) 760 7,9 12,28,31 9,32

9 4.61,dd (6.0, 3.8) 726 8,10 12,31 7,8,10, 11
10 5.94,ddd (9.8,3.8,2.8) 1247 9,11 8,12

11 6.05, m° 1365 10,12 7,9,12,13
12 2.81,brdd (10.9, 8.4) 412  7,11,13 8,9 7,10,11,13,14
13 5.06,d (10.9) 1329 12 7,15 11,15,29

14 138.3

15 3.24,dd (9.4, 8.6) 589 2,16 2,13 2,3,13,14,16,17,29
16 3.90, m* 684 15,17 14,17

17 3.89, m‘ 759 16, 18a, 18p

18 2.50,m 423 17,18B,19 16,17

188 1.82, m" 17,18a., 19

19 3.92, m* 533  18a, 18p,20a/b

20a 247, m 37.9  19,20b,21 18,19,21,22
20b 243, m° 19, 20a, 21 18,19,21,22
21 5.57,dt (14.7,7.5) 126.8 20a/b,22 20,23

22 6.12,dd (14.7,104) 1352 21,23 20,24

23 6.06, m° 131.6 22,24 25 21,25

24 5.64,dt (14.5,7.0) 1343 23,25 22,25,26

25 2.06, m 356 24,26 23 23,24,26,27
26 142, sxt (7.4) 235 25,27 25,27

27 0.92,t(74) 139 26 25,26

28 1.71,s 134 4,8 6,7

29 1.36,s 16.7 12,16 13,14, 15

30 1.40,s 28.7 31,32

31 1.38,s 26.2 8,9 30, 32

32 110.2

[** overlapping signals]
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Table S5a. NMR (600 MHz, methanol-d,) data for heronamide A triacetate (1b)

pos 8y, mult (J in Hz) d¢ COSY ROESY 'H-"*C HMBC
1 1777

2 3.67,ddd (9.5,7.2,1.8) 54.9 3,15 5 1,3,4,15,16
3 5.49,dd (106, 7.2) 126.0 2,4 1,2,5

4 6.68,ddd (10.6,10.0,1.8) 1332 3,5 28 2,5

5 5.55,d* (10.0) 130.9 4 2,7 3,7,28

6 136.9

7 232, m 517 8,12 5,13 5,8,12,28
8 5.23,dd (12.3,3.9) 71.6 7,9 12,28 7,9,12

9 5.62, m° 67.0 8,10

10 5.76,ddd (8.9,5.4,2.4) 123.6 9,11 8 8,9,12

11 6.11, m° 136.6 10,12 7,9,12

12 2.98,dd (104,10.3) 434 7,11,13 8,28,29 6,7,10,13,14
13 5.08,d (10.9) 132.0 12 7,15 15,29

14 138.5

15 3.33" 58.3 2,16 13 2,3,13,14,16,17,29
16 4.14,dd (9.7,5.7) 67.0 15,17 18p,29 17

17 4.90° 77.3 16, 18a., 18B 18a 15

18a 2.62,ddd (13.8,7.7,7.2) 39.0 17,18B,19 17,19 16,17, 19,20
188 1.89,ddd (13.8,11.4,5.8) 17,18a, 19 17,19,20

19 4.06,dddd (7.2,6.9,64,58) 540 18c, 18p,20a/b  18c,20a 21

20a 245, m 379 19,20b, 21 19 18,19,21,22
20b 241, m 19,20a, 21 18,19,21,22
21 5.58,dt" (14.8,74) 126.9 20a/b, 22 20,23

22 6.12, m° 135.1 21,23

23 6.05,dd (14.9,10.4) 1315 22,24 21,25

24 5.64,dt" (14.9,7.2) 1343 23,25 22,25

25 2.06, m° 35.6 24,26 23,24,26,27
26 143, sxt (7.4) 234 25,27 24,25,27

27 0.92,t(74) 13.8 26 25,26

28 1.55,s 122 4,8,12 5,7

29 1.36,s 16.5 12,16 13,14, 15
8-0OC(0)Me 2.07,s° 20.7 8-0C(0)
9-0C(0O)Me 1.98,s 20.7 9-0C(0)
17-0C(0)Me 2.03,s 20.7 17-0C(0)
8-0C(0) 172.1

9-0C(0) 1723

17-0C(0) 171.8

[*"] partially overlapping signals, [*] overlapping signals, ‘obscured by solvent signal
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Table S5b. NMR (600 MHz, CDCl,) data for heronamide A triacetate (1b)

pos 8y, mult (J in Hz) d¢ COSY ROESY 'H-"*C HMBC
1 174.9

2 3.55,ddd (8.9,7.5,2.2) 53.5 3,15 5,15 1,3,4,15,16
3 552, m* 125.0 2,4 2,5

4 6.61,dd (104,9.7) 132.0 3,5 28 2

5 5.42,d(9.7) 130.1 4 2,7 3,7,28

6 129.0

7 2.28,dd (124,9.8) 50.2 8,12 5,13 5,8,12,28

8 5.19,dd (124,4.0) 70.1 7,9 12,28

9 5.62, m 65.6 8,10

10 5.75,ddd (8.2,5.5,2.6) 123.1 9,11 8,9,12

11 6.06, m° 135.0 10, 12 12,13 7,9,12

12 2.81,dd, (11.0,9.8) 423 7,11,13 8,11,29 7,11,13

13 498,d(11.0) 130.6 12 7,15 15,29

14 137.1

15 3.10,dd (9.6, 8.9) 57.3 2,16 2,13,17,19 2,3,13,14,16,17,29
16 4.05,dd (9.6, 5.6) 65.1 15,17 29

17 4.83,ddd (13.9,11.6,56) 762 16, 18a, 18B 15,18a, 19 15

18a 2.53, m* 38.0 17,18B,19 17 16,20

188 1.82,ddd (13.9,12.0,6.0) 17,18a, 19 17,19,20

19 409, m 52.6 18a, 18p,20a/b  15,17,180,20b 17

20a 2.50, m 37.1 19, 20b, 21 21,22

20b 2.35,ddd (15.0,13.9,7.9) 19,20a, 21 19,22 18,19,21,22
21 5.48,ddd* (14.8,7.9,7.2) 1255 20a/b, 22 20,23

22 6.08, m° 133.8 21,23 20b 20

23 6.01,dd (14.9,10.6) 129.7 22,24 25 25

24 561, m° 1337 23,25 22,25,26
25 2.03,m 34.5 24,26 23 23,26,27

26 1.39, sxt (7.3) 223 25,27 24,25,27

27 0.88,t(7.3) 13.6 26 25,26

28 1.50,s 12.1 4,8 5,6,7

29 1.30,s 16.1 12,16 13,14, 15
8-OC(O)Me  2.09,s 21.0 8-0C(0)
9-0C(O)Me  2.02,s 20.8 9-0C(0)
17-0C(O)Me 201,s 20.8 17-0C(0)
8-0C(0) 170.4

9-0C(0) 170.2

17-0C(0) 170.2

[*] overlapping signals
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Table S6. NMR (600 MHz, methanol-d,) data for heronamide C diacetate (3a)

pos 8y, mult (J in Hz) d¢ COSY 'H-"*C HMBC
1 170.2

2 5.98,d (15.1) 1245 3 1

3 6.81,dd (15.1,10.5) 1424 2.4 1,5

4 6.34,dd (15.1,10.5) 1276 3,5 5

5 6.22,d* (15.1) 1438 4 3,4,28

6 137.0

7 5.23,brd (8.2) 1324 8 5,28

8 5.66,dd (9.3, 2.6) 720 7,9 10, 8-OC(0)
9 6.09, m" 726 8,10 8

10 5.43,dd (10.8,9.3) 1234 9,11 12

11 6.28,dd (11.0,10.8) 133.7 10,12 8,13

12 6.01,dd* (I5.1,11.1) 1242 11,13

13 6.21,d* (15.1) 1400 12

14 134.5

15 5.93,d (11.0) 1326 16 13,17,29
16 6.20, m* 1322 15,17

17 5.55,m‘ 1314 16,180, 18p

18a 245, m 416  17,18B,19

18p 1.85,m 17,18a., 19

19 397, m 516  18a.,18p,20

20 2.29,m 390 19,21

21 557, m° 1285 20,22

22 6.08, m® 1340 21,23

23 6.03, m° 1315 22,24

24 5.59, m‘ 1339 23,25

25 2.04,m 357 24,26 26,27

26 141, sxt, (7.3) 236 25,27 24,25,27
27 091,t(7.3) 139 26 25,26

28 2.00,s 129 5,6,7
29 1.67,s 12.7 13,14, 15
8-OC(O)Me  2.09,s 20.9 8-0C(0)
9-0C(O)Me  2.03,s 20.9 9-0C(0)
8-0C(0) 172.1

8-0C(0) 172.1

[*¢ partially overlapping signals] [ overlapping signals]
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Table S7. AS*® (= §; — §;) data for the S- and R-MTPA-heronamide A acetonide Mosher

esters

Chemical shift ()

Proton I e alcohol (1a) | S-MTPA (1) R-MTPA (1d) AS™ (Hz)
16 3.90 409 402 142
17 3.89 503 5.10 7))
19 392 408 413 30

N\,

RO

H=—N
Huu
L&‘ 0]
wy, H

1c R = S(1)-MTPA
1d R = R(+)-MTPA
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