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Figure S1: HR-ESI-MS spectrum of 1 (7-hydroxyldehydrocyclopeptin)
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Figure S2: *H-NMR (800 MHz, CD;0D) spectrum of 1 (7-hydroxyldehydrocyclopeptin)
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Figure S3: *C-NMR (200 MHz, CD30D) spectrum of 1 (7-hydroxyldehydrocyclopeptin)
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Figure S4: DEPT135 (200 MHz, CD30D) spectrum of 1 (7-hydroxyldehydrocyclopeptin)
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Figure S5: HSQC spectrum of 1 (7-hydroxyldehydrocyclopeptin)
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Figure S6: HSQC spectrum of 1 (7-hydroxyldehydrocyclopeptin) (From 6c110 ppm to dc 145 ppm)
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Figure S7: HMBC spectrum of 1 (7-hydroxyldehydrocyclopeptin)
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Figure S8: HMBC spectrum of 1 (7-hydroxyldehydrocyclopeptin) (From Jc 110 ppm to dc 180 ppm )

© 2022 ACG Publications. All rights reserved.

10



i | l o 1

— w0312-16
cosy_pr MeOD D:'\ Toot 33 e
4 A
i
1 d
. g@
J
= il
== ﬁk‘
T T T T T T T T T T T T T T T T T T T T
95 90 85 80 75 70 65 &0 55 50 45 40 35 30 25 20 15 10 05 00
£2 (ppm)

Figure S9: *H-'H COSY spectrum of 1 (7-hydroxyldehydrocyclopeptin)
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Figure S10: HR-ESI-MS spectrum of 2 (14, 31-dimethoxy-penicopeptide A)
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Figure S12: *C-NMR (200 MHz, CDsOD) spectrum of 2 (14,31-dimethoxy-penicopeptide A)
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Figure S13: DEPT135 (200 MHz, CDs0D) spectrum of 2 (14,31-dimethoxy-penicopeptide A)
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Figure S15: HSQC spectrum of 2 (14,31-dimethoxy-penicopeptide A) (From dc 25 ppm to 75 ppm)

© 2022 ACG Publications. All rights reserved.

17



105
H13/C13
\ 110
115
H16/C16
F120
bzs =
H33/C33 \_5
= ) o
H23/C23 \ 135
—|  H/c2s  H22/C22 H8/C8 -
H26/C26 H9/C9 l140
145

T T T T

T T T T T T T
7.70 7.65 7.60 7.55 7.50 7.45 7.40 7.35 7.30 7.25
f2

: : T T T T
7.20 7.15 7.10 7.05 7.00 695 6.90 685 6.8 675 670
(pem)
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Figure S17: HMBC spectrum of 2 (14,31-dimethoxy-penicopeptide A)
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Figure S18: HMBC spectrum of 2 (14,31-dimethoxy-penicopeptide A) (From Jc 25 ppm to 75 ppm)
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Figure S19: HMBC spectrum of 2 (14,31-dimethoxy-penicopeptide A) (From dc 110 ppm to 175
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Table S1. 'H NMR and **C NMR data of compound 1 and 3(800 MHz and 200 MHz, CD3;0D)

1
No. oc on (mult, J, Hz) No. oc on (mult, J, Hz)
2 172.3(C) 2 172.2
3 135.7 (C) 3 135.4
5 169.0 (C) 5 168.7
6 1169 (CH)  7.25(1H, d, 1.3) 6 114.8 7.41 (1H, m)
7 156.3 (C) 7 158.1
8 121.7(CH)  6.96 (1H, d, 8.6) 8 121.0 7.11 (1H, m)
9 123.7(CH)  6.96 (1H, d, 8.6) 9 123.6 7.06 (1H, m)
10 131.3 (CH) 6.87 (1H, s) 10 1315 6.89 (1H, s)
11 129.7 (C) 11 131.1
12 127.9 (C) 12 127.7
13 133.7 (C) 13 133.6
14 130.2 (CH) 7.34 (1H,m) 14 130.2 7.35 (2H, m)
15 130.2 (CH) 7.41 (1H,m) 15 130.3 7.41 (2H, m)
16 1309 (CH)  7.38(1H,t, 7.3) 16 131.0 7.40 (1H, m)
17 130.2 (CH) 7.41 (1H, m) 17 130.3 7.41 (2H, m)
18 130.2 (CH) 7.34 (1H, m) 18 130.2 7.35 (2H, m)
19 36.1 (CHs) 3.10 (3H, s) 19 36.1 3.10 (3H,s)
7-OCHs 56.1 3.83 (3H,s)
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Figure S22: *H-NMR (800 MHz, CDs0D) spectrum of 3 (7-methoxydehydrocyclopeptin)
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Figure S23: *C-NMR (200 MHz, CDs;0OD) spectrum of 3 (7-methoxydehydrocyclopeptin)
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Table S2. 'H NMR and *C NMR data of compound 2 and 4 (800 MHz and 200 MHz, CDs;0OD)

2 4
No. Jc on (mult, J, Hz) No. Jc on (mult, J, Hz)

1 172.0 (C) 1 170.9 (C)

2 69.9 (CH) 429 (1H, dd, 105, 2 68.4 (CH)  4.32(1H, dd, 10.7, 7.0)
7.1

3 35.1 (CH,) 2.62) (1H,, dd, 134, 3 337(CH,) 268 (1H, dd, 13.4
10.7) 11.1),
2.79 (1Hp, dd, 13.4, 2.81 (1Ho, dd, 13.4,
7.0) 6.9)

4 137.3(C) 4 135.7 (C)

5 130.0 (CH) 7.04 (1H,d, 7.3) 5 128.6 (CH)  7.04 (1H,d, 7.4)

6 129.8 (CH) 7.23 (1H, m) 6 128.4 (CH)  7.24 (3H, m)

7 128.2 (CH) 7.23 (1H, m) 7 126.9 (CH)  7.24 (3H, m)

8 129.8 (CH)  7.23 (1H, m) 8 128.4 (CH)  7.24 (3H, m)

9 130.0 (CH) 7.04 (1H, d, 7.3) 9 128.6 (CH)  7.04 (1H,d, 7.4)

10 39.8(CHs) 2.92(3H,s) 10 38.3(CHs) 292 (3H,s)

11 168.0 (C) 11 166.9 (C)

12 128.8 (C) 12 126.4 (C)

13 115.3 (CH)  7.44 (1H,d, 2.8) 13 130.9 (CH)  7.96 (1H,d, 7.7)

14 158.1 (C) 14 124.4 (CH)  7.35(1H,t, 7.5)

14-OCH;  56.2 (CHs)  3.88 (3H, 9)

15 120.9 (CH)  7.19 (1H, m) 15 132.8 (CH) 7.61(1H,t,7.6)

16 123.3(CH) 7.10 (1H, m) 16 120.2 (CH)  7.17 (1H,d, 8.1)

17 137.2 (C) 17 135.6 (C)

18 171.0 (C) 18 169.8 (C)

19 57.9 (CH)  4.42 (1H,t,7.6) 19 56.5 (CH)  4.43(1H,t,7.6)

20 329(CH,) 325 (1H, dd, 145, 20 315(CH,) 327 (1H, dd, 145,
7.2) 7.2)
3.39 (1Hp, dd, 14.5, 341 (1H,, dd, 14.5,
7.9) 7.9)

21 138.2 (C) 21 136.7(C)

22 130.0 (CH)  7.23 (1H, m) 22 128.6 (CH)  7.24 (1H, m)

23 129.6 (CH)  7.27 (1H, m) 23 128.2 (CH)  7.24 (1H, m)

24 127.8 (CH) 7.17 (1H, m) 24 126.4 (CH)  7.17 (1H, m)

25 129.6 (CH)  7.27 (1H, m) 25 128.2 (CH)  7.29 (1H, dd, 15.5, 7.7)

26 130.0 (CH)  7.23 (1H, m) 26 128.6 (CH)  7.29 (1H, m)

27 29.6 (CHs)  3.07(3H, 9) 27 28.1(CHs)  3.07 (3H,5)

28 170.4 (C) 28 160.3(C)

29 129.2 (C) 29 128.3(C)

30 114.6 (CH)  7.31(1H,d, 2.8) 30 130.4 (CH) 7.83(1H,d,7.7)

31 158.1 (C) 31 1245(CH)  7.29 (1H, m)

31-OCH; 56.1(CHs) 3.83(3H,s)

32 121.0 (CH)  7.11 (1H, m) 32 132.3(CH) 7.53(1H,t,7.4)

33 1237 (CH)  7.01 (1H, d, 8.8) 33 120.6 (CH)  7.08 (1H, d, 8.0)

34 138.2 (C) 34 136.6 (C)
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Figure S24: *H-NMR (800 MHz, CDs0D) spectrum of 4 (penicopeptide A)
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Figure S25: **C-NMR (200 MHz, CD;0D) spectrum of 4 (penicopeptide A)
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