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S1 Table. 'H NMR and 13C NMR data of 1 & 2 and the characteristic chemical shift values.

leucinostatin U (1) leucinostatin Q (2)
residue position &C, type S6H(J in Hz) 6C, type SH(J in Hz)
AMHA 1 165.15, C 165.45,C

120.27,
2 CH 6.14, (15.04) 120.65,CH 6.25
6.58 (7.7,

3 150.02,CH 15.0) 151.24,CH 6.66
4 38.10,CH 2.22 37.82,CH 2.26
5 29.23,CH2 1.36 28.86,CH2 1.38
6 12.10,CH3 0.88 11.88,CH3 0.87
7 19.86,CH3 0.99(6.3) 18.85,CH3 1.04

Pro 1 174.76,C 173.6,C
2 62.28,CH 4.2(4.12,8.9) 61.61,CH 4.26
3 30.22,CH2 2.22 29.84,CH2 2.19
1.8 1.82
4 24.80,CH2 1.94 24.80,CH2 1.94
5 47.75,CH2 3.91 47.53,CH2 3.81
3.52 3.6

AHMOD 1 175.05, C 173.5,C
2 54.38,CH 4.09 52.84,CH 4.17

34.82,
3 CH2 2.07 36.01,CH2 1.88
1.16 1.36
4 25.47,CH 1.76 26.18,CH 1.68
5 46.19,CH2 1.25 45.58,CH2 1.29
1.17 1.24
6 64.23,CH 3.94 64.86,CH 3.97
7 50.98,CH2 2.39(3.4,14.3) 50.57,CH2 2.42
2.33(8.7,14.3)

8 210.41,C 210.12,C
9 36.14,CH2 2.42 36.26,CH2 2.44
10 7.89,CH3 0.89(7.4) 7.79,CH3 0.9
11 22.91,CH3 0.89 23.32,CH3 0.9
NH 9.68 6.97

Hyleu 1 172.10,C 172.16
2 61.77,CH 3.81 58.64,CH 4.11
3 73.24,CH 3.76 75.05,CH 3.64
4 29.67,CH 1.59 30.34,CH 1.58
5 15.13,CH3 0.88 17.48,CH3 0.91
6 19.88,CH3 0.79 19.70,CH3 0.83
NH 9.03 7.74

Aibl 1 174.56,C 174.6



Aib2 1

Leu 1

Aib3 1

Aib4 1

NH
C-
terminal 1

N

N oo o bW

N-CH3

55.7,C
22.30,CH3
26.10,CH3

175.64,C
56.0,C
22.6,CH3
25.83,CH3

174.43,C
55.82,CH
39.80,CH2

24.54,CH
22.57,CH3
22.91,CH3

173.97,C
56.04,C
22.3,CH3
26.54,CH3

173.90,C
55.73,C
26.79,CH3
22.90,CH3

40.64,CH
68.65,CH2

66.59,CH2
55.48,CH2
51.91,CH3
51.91,CH3
20.86,CH3

1.34
141
8.47

1.32
1.46
7.56

3.78
1.75
1.64
1.76

0.84(6.3)
0.89
7.75

1.36
14
8.12

1.47
1.38
7.16

4.4(m)
3.61(9.8)
3.5(7.6)
3.46 (5.3)
3.86 (5.3)
3.11(5.9)
3.11(5.9)
1.15(6.4)
7.36

55.80,C
23.39,CH3
25.14,CH3

173.24,C
55.94,C
25.63,CH3
23.32,CH3

173.16,C
53.76,CH
39.41,CH2

24.55,CH
21.75,CH3
23.32,CH3

175.2,C
56.09,C
22.90,CH3
25.66,CH3

173.31,C
55.97,C
25.76,CH3
23.44,CH3

43.15,CH
63.31,CH2

60.21,CH2

59.22,CH2
19.27,CH3

43.41,CH3

1.38
1.34
8.16

1.31
1.38
7.43

3.83
1.77
1.58
1.76
0.84
0.9
6.92

1.38
1.35
7.57

1.34
1.37
7.57

3.81
231

2.45
3.44
1.02

7.75
2.2
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S1 figure: 'HNMR spectra of leucinostatin U 1.
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S2. Figure: BCNMR spectra of leucinostatin U.1.
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S3 Figure: HSQC spectra of leucinostatin U 1.
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S4 Figure: HMBC spectra of leucinostatin U 1
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S6 Figure: NOESY spectra of leucinostatin U 1
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S7 Figure: TOCSY spectra of leucinostatin U 1.
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S8 Figure. HR-ESI-MS of Marfay’s reaction products

of leucinostatin U 1.
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S9 Figure. AOSR chemical shifts of MTPA (a-methoxy-a-trifluoromethylphenylacetic acid) (Mosher)
derivatives of the proline, AHMOD and Hy-Leu of 1.
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S2.Table. 1IH NMR data of leucinostatin U 1 and the characteristic chemical shift value differences AOSR
of the corresponding Mosher esters, recorded at 700 MHz (75% CH3CN/D20).

6H leucinostatin U

position (1) 6H of leucinostatin U (1)  6H of leucinostatin U (1)  AS-AR(ppm) AS-AR (Hz)
reacted with R-MTPA-CI reacted with S-MTPA-CI

AHMOD
2 4.67 4.73,CH 4.71,CH -0.02 -14
3 2.57,1.29 1.52, 2.51CH2 1.92, 2.76,CH2 -0.04 -28
4 1.74 1.72 1.68, CH2 0.04 28
10 1 0.98 0.97 0.01 7
5 1.55,1.19 1.62,1.30 1.73 0.11 77
6 4.58 4.68 4.51,CH2 -0.03 -21
7 2.98 2.56,2.72 3.22,2.99, CH2 -0.15 -105
8 2.57,1.29 2.64,2.53 2.59,2.45,CH2 -0.05 -35
9 1.06 0.99 1.02 -0.03 -21

Hyleu

2 4.39 4.60,CH 4.55,CH -0.06 -42
3 4.52 4.45,CH 4.47,CH -0.02 -14
4 1.88 1.86,CH 1.94,CH 0.08 56
5 0.85 0.88,CH3 0.93,CH3 0.05 35
6 1.42 1.34,CH3 1.35,CH3 -0.01 -1

13
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S11 figure: 'HNMR spectra of leucinostatin Q 2
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$13 Figure: HSQC spectra of leucinostatin Q 2
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517 Figure: TOCSY spectra of leucinostatin Q 2

-C-8_01_2721.d (modified) [2721.m (modified)]

- m} X
ldentify Chemistry Process Calibrate Annotation Method View Tools Compass Window Help
S WS S N O N ST 1 S ST R R b 18 i
fUPLC BEH C_12 1,7um 2.1x50mmT
Chromategram - F8_diluted_P1-C-8_01_2721.d: UV Chromatogram, 200-600 nm E
Intens. _ﬂ_M__k UV Chy ke 200-500-7|
[mAU]} |
vind
10 11 12 13 14 Time [min]
% 4 =2 O ) & List Windows: |1 s
Overlaid j, List [ Stacked Ji Analysis } view f
Spectrum View - F8_diluted_P1-C-8_01_2721.d E
200 250 300 350 400 450 500 550 Wavelength [nm]
[ntens. UV, 11.90min #3547
maLi] = ’ i
100
i ,
Fi i
n
Intens. 1+ +MS, 11.90min #1377
%106 1135, 7708
P 2+ *
. 568.3891 1221.9906
Iﬂtenss- 113997690 +M52(1135,7708), 47.7eV, 11.91min #1378
x10
1 1+
0 720.4539
200 400 500 500 1000 1200 1400 mfz
% # =2 A [aute |Profie M3 Line M5 [ Fragment M3 v
Compound Spectra - F8_diluted_P1-C-8_01_2721.d E
I"Eﬂsé +MS2(1135.7708), 47.7eV, 11.91min #1378
x10
-
L3 1134 7789
Lo 1+
720.4539
0.5
918.5807
et b 833.5377 1063.7120
208.1327 471.2699 550.397 | | i i i
0.0 " L
200 400 600 800 1000 1200 1400 mfz
- = = —

518 Figure: HR-ESI-MS-MS fragmentation pattern of leucinostatin Q 2.
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S3 Table. 'TH NMR and 3C NMR data of leucinostatin P 3 and its characteristic chemical shift values.

residue
AMHA

Pro

AHMOD

position
1

W N R NO U A_AWN

[

6C, type
165.28,C
120.19,CH
150.59,CH
37.17,CH
28.22,CH2
11.29,CH3
18.62,CH3
173.16,C
61.28,CH
29.19,CH2

24.10,CH2
46.90,CH2

173.63,C
52.65,CH
25.11,CH

44.90,CH2

64.02,CH
51.12,CH2

SH(J
in Hz)

6.22
6.64
2.25
1.36
0.87
1.01

4.24
1.81
2.19
1.95
3.82
3.56

4.15

1.7
1.21
1.28
3.96
2.57

2.54

residue
Aib2 1
2
3
4
NH
Leu 1
2
3

a

NH
Aib3

H W N =

NH
Aib4 1

N

NH
C-
terminal 1

24

position

6C, type
173.23,C
55.8,C
25.18,CH3
23.06,CH3

173.78,C
53.88,CH
38.74,CH2

23.79,CH
21.27,CH3
22.58,CH3

175.23,C
24.30,CH3
25.01,CH3

56.5,C

171.4,C
55.7,C
23.85,CH3
24.10,CH3

43.62,CH

6H(Jin

Hz)

1.39
1.33
7.47

3.79
1.55
1.75
1.77
0.85
0.91
7.02

1.34
1.33

7.6

1.35
1.32
7.6

3.85



8
10
11
NH

Hyleu

AN U1 A WN BB

NH
Aibl

W N =

NH

209.95,C
35.66,CH2
7.20,CH3
22.58,CH3

172.16,C
63.85,CH
73.88,CH
29.57,CH
13.50,CH3
18.98,CH3

174.68,C
56.03,C
23.57,CH3
26.01,CH3

8.43

2.43
0.9
0.91
6.93

4.01
3.67
1.58
0.85
0.81
7.8

1.33
1.36

25

2

3

4

NH

54.13,CH2

51.12,CH2

60.18,CH2

2.5
2.48
2.57
2.54

34
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519 figure: IHNMR spectra of leucinostatin P 3
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S4 Table. 'H NMR and 13C NMR data of arthrichitin D 4 and its characteristic chemical shift values

Arthrichitin D

6H(Jin 6C,
residue position &C, type Hz) 6H(J in Hz) type
L-Glu 1 169.92,C Dimethyl-oxy-hexadecanoyl
2 52.50,CH 4.19 27 173.19,C
3 25.20,CH2 1.82 28 40.70,CH 3.11
2.04 29 82.30,CH 491
4 30.50,CH2 2.25 30 130.20,C
2.4 31 129.9,CH 6.12
5 173.02,C 32 125.70,CH 6.33
NH 7.35 33 136.50,CH 5.84
L-Gly 6 169.30,C 4.05 34 32.10,CH2 2.19
7 43.40,CH2 3.73 35 31.50,CH2 1.34
3.9 36 28.9,CH2 1.35
NH 8.06 37 24.40,CH2 1.33
38-
L-Phe 8 171.50,C 40 22.10,CH2 1.36
55.01,CH 4.13 42 14.74,CH3 0.9
10 36.60,CH2 3.43 43 14.04,CH3 0.96
44 11.25,CH3 1.64
11 138.55,C
12 129.40,CH 7.34
13 128.34,CH 7.34
14 126.25,CH 7.26
15 128.22,CH 7.38
16 129.30,CH 7.27
NH 8.81
L-GIn 17 171.60,C
18 56.60,CH 3.83
19 26.00,CH2 1.71
20 32.37,CH2 2.18
21 170.13,C
NH 7.97
L-val
22 170.0,C
23 55.6,CH 4.56
24 33.27,CH 2.04
25 19.17,CH3 0.89
26 17.79,CH3 0.88
NH 7.98
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S27.Figure: 'TH NMR spectra of arthrichitin D 4
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$12 Text: *H NMR and *C NMR data of chaetoglobosin B 5 and its characteristic chemical shift values.
Chaetoglobosin B 5

Yellow powder, UV absorption Amax 200, 222, 281 nm , HR-ESI-MS m/z 1057.5321 [2M+H]* (calcd for
Cx2H36N205 ); 'H NMR (700 MHz, methanol-d4) oH 3.53 (H-3, dd, J=8.4, 5.2 Hz), 3.84 (H-7, d, ]= 9.4 Hz),
2.07 (H-8, dd, J=94, 12.3 Hz), 2.87 (H-10a, dd, ]J=5.3, 14.5 Hz), 2.57 (H-10b, dd, J=5.3, 14.5 Hz), 1.28 (H-11, s),
1.65 (H-12, s), 6.05 (H-13, dd, J=9.4, 15.9 Hz), 5.15 (H-14, ddd, J=3.5, 10.2, 15.5 Hz), 2.32(H-15a, m), 2.01 (H-
15b,m), 2.58 (H-16, m), 5.57(H-17, d, J=9.6 Hz), 5.11 (H-19,s), 6.68 (H-21, d, J=16.2 Hz), 7.46 (H-22,d J=5.6
Hz), 7.02 (H-2', brs), 7.48 (H-4’, m), 7.01 (H-5', t, ]=7.1 Hz), 7.07(H-6, t, ]= 7.3 Hz), 7.32 (H-7’, d, ]= 8.3Hz ),
1.01(Me-16, d, J=6.8 Hz), 1.42 (Me-18, s).

5§13 Text: 'H NMR and C NMR data of 19-O-acetyl chaetoglobosin B (6) and its characteristic chemical

shift values.
19-O-acetyl chaetoglobosin B 6

Yellow powder, UV absorption Amax 199, 223, 280 nm, HR-ESI-MS m/z 571.2801 [M+H]*, HR-ESI-MS m/z
(caled for C34H3sN:20s); TH NMR (700 MHz, methanol-d4) 5H 3.60 (H-3, dd, J=3.2,8.5 Hz), 3.26 (H-4, m), 3.89
(H-7, d, J=9.4 Hz), 2.10 (H-8, m), 2.89 (H-10a,dd, J=14.3, 4.3 Hz), 2.60 (H-10b,dd, J=14.3, 4.3 Hz), 1.32 (H-11,
s), 1.65 (H-12, s), 6.17 (H-13, dd, J=15.3, 9.5 Hz), 5.19 (H-14, ddd, J= 3.5, 9.5, 15.4 Hz), 2.01 (H-15a, m), 2.32
(H-15b, m), 2.61 (H-16, m), 5.77 (H-17, d, ]=9.4 Hz), 5.92 (H-19, s), 6.80 (H-21, m), 7.66 (H-22, m), 7.15 (H-2,
brs), 7.53 (H-4', d, ]=7.9 Hz), 7.01 (H-5, 7.09 (H-6', t), 7.38 (H-7’, d, J=8.15 Hz), 2.11 ( 19-O-acetyl);3C NMR
(175 MHz, methanol-d4) SH1C 59.0 (C-3), 48.4 (C-4), 127.1 (C-5), 134.0 (C-6), 69.2 (C-7), 52.3 ( C-8), 62.2 (C-
9), 33.2 (C-10), 17.7 (C-11), 14.6 (C-12), 129.1 (C-13), 135.5 (C-14), 41.9 (C-15), 33.0 (C-16), 143.3 (C-17), 127.9
(C-18), 84.2 (C-19), 194.9 (C-20), 135.0 (C-21), 136.8 (C-22), 199.7 (C-23), 172.5 ( C-24), 124.5 (C-2’), 111.7 (C-
3'), 119.2(C-4'), 119.6 (C-5'), 122.3 (C-6'), 112.3 (C-7"), 169.4 ( 19-O-acetyl C=0), 20.2 ( 19-O-acetyl -Me), 137.1
(C-1a’), 128.0 (C-3a’).
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