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Table S1. NMR data of lanyamycin 1 in CD;0D (*H/**C NMR at 500.3/125.8 MHz)

Pos. & type & HMult. (J[Hz]) HinCOSY H in N/ROESY H to C HMBC
1 166.06 C=0 15,3
2 143.04C 36,3
3 133.63CH 6.53brs 5 5>>37, 42 37,5
4 132.61C 6
5 147.62CH 5.38d(9.9) 37,6,3 3>7>38, 8 >10 38,37,6,7,3
6 39.67CH 2.39tq(10.0, 6.6) 38,7,5 37, (38) >8, 39 38
7  77.22CH 3.38brd(10.1) 6 5,10 >9a, (8), 38 >11 39,38,9,9,6,5
8 4299CH 1.48m(9.8,7.0,3.1) 39,9a,9b (39) >5, 6, (7) >11 39,9,9,7
9a 38.78CH, 2.03m° 8,9b, 10 39,38,9,7,11, 10 39,7, 11
9b 1.88 dd (14.5, 6.4) 8, 9a, 10 39,8,9,11, 10 39,7,11
10 138.29CH 6.16 ddd (15.3,9.5,5.7 9a, 9b, 11 8,9,9,7,5,12 11, 12
11 132.75CH 6.01dd(15.1,10.4) 10,12 8,9,9,7,13 13,10
12 139.79CH 6.50dd (15.2,10.6) 13,11 40, 14, 10 14,11, 10
13 128.95CH 5.17 dd (15.1,9.3) 14, 12 40, 14, 11 11
14 85.75CH 3.76t(9.5) 15, 13 41, 16, 16, 40, 15, 13, 12, 17 40, 12
15 75.84CH 4.81ddd (9.8, 6.1,4.1) 16a, 16b, 14 16,16, 14, 17 16, 14
16a 33.21CH, 2.86m’ 41, 16b, 15, 17 41, 14, 15, 17 14
16b 2.80m° 41, 16a, 15,17 41, 14, 15 14
17 140.25CH 6.85 brt(7.0) 41,16a,16b 42,20, 16, 20, 14, 21, 15 41, 16
18 140.58 C 41,20
19 202.54 C=0 41, 20, 20, 17
20a  43.47 CH, 2.98 dd (15.5,2.8) 20, 21 42,20,21,17 22
20b 2.77 dd (15.6, 9.3) 20,21 42,24,20,17 22
21 72.40CH 4.24ddd (9.3,8.0,2.7) 20a,20b,22 42,20,17 42,20, 22
22 51.55CH 3.07dq(8.0,6.9)° 42,21 43, 42,24, 25 42,20
23 217.46 C=0 43,42, 24,22
24 51.00CH 2.89qd(7.0,5.5)° 43,25 43, 42, 20, 22, 25, 26, 35, 31 43,25
25 7432CH 3.89t(5.5) 24,26 43,42, 24,22, 26 43,24
26 75.08CH 5.19 brd (5.8) 25 43,42, 24,25 25
27 171.87 C=0 44,28, 26
28 5825CH 4.29dd (7.6, 6.6) 44a, 44b 45,35, 31 45, 44, 44
29 198.10 C=0 44, 44, 28, 35, 31
30 138.12C 34,32
33 134.77CH 7.60 tt(7.4,1.2) 34,32, 35,31 35,31
34,32 130.10 2CH 7.50 brt(7.8) 33,35,31 35,31
35,31 129.55 2 CH 7.99 brd (7.5) 34,32, 33 24, 28,34, 32 33
36 60.79 OCH;3.59's 42,37
37 1456CH; 191s 5 38,6,36,3 5,3
38 17.05CH; 1.01 brd (6.6) 6 37,9,6,7,5 37,6,7
39 15.57CH; 0.89d (7.0) 8 8,9,9,6,7 7
40  56.65 OCH; 3.27 s 41,14, 13, 12 14
41 11.74CH; 1.79s 16a, 16b, 17 16, 16, 40, 14 17
42 13.84CH; 1.05d (6.9) 22 20, 24, 20, 22, 36, 25, 21, 26, 3, 17 22
43 10.512 CH; 0.92 d (7.0) 24 24,22, 25,26 24,25
44a 2428 CH, 2.01m°©° 45,28 45,28
44b 1.95 m° 45 45,28
45 12.55CH; 1.03t(7.5) 44a, 44b 28 44, 44, 28

ab.ed overlapping *H signals
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Table S2. NMR data of lanyamycin 2 in CD;0D (*H/**C NMR at 700.44/176.14 MHz)

Pos. &8¢ XHn &y HMult. (J[Hz]) H in COSY H in N/ROESY H to C HMBC
1 166.03 C 3
2 143.07 C 36,3
3 133.57 CH 6.55 d(0.7) - 5 37,5
4 132.62 C 37
5 147.55 CH 5.39 brd(10.1) 6 >37 3,7>10,38,6,8 38,37,6,7,3
6 39.67 CH 2.40 tq(10.0,6.6) 38,7,5 37 >39,5,8 38,5
7 77.24 CH 3.39 brd(10.5) 6 5,10>93, 8,38, 6 39,38,9,9,6,5
8 4299 CH 1.50 dqd (9.9, 6.8, 3.0) 39, 9a 39,7>6,10,11>5 39,9,9,7
9a 38.78 CH, 2.05 m® 8,9b, 10 39>7,10,11 39,8,7,11, 10
9 1.89 ddd(12.4,9.9, 2.0) 9a, 10 39>11, 10 39,8,7,11, 10
10 138.26 CH 6.17 ddd(15.3,9.8,5.7) 9b, 11 >9a 7,12 >5>8,9a 9,9, 12
11 132.78 CH 6.03 dd(15.3, 10.5) 10, 12 13 >9b 9,9,613,12
12 139.76 CH 6.51 dd(15.2,10.4) 13,11 14, 10 >40 14,11, 10
13 128.99 CH 5.20 brdd(15.1,9.5) 12>14 11 >14, 40 11
14 85.77 CH 3.77 t(9.5) 15,13 40 >12, 164, 16b, 17 16, 40, 15, 12
15 75.84 CH 4.83 ddd(10.1,6.5,3.7) 14 >16a, 16b 1643, 16b, 14, 17 16, 16, 14, 13, 17
16a 33.20 CH, 2.88 m’ 16, 15,17 15, 41, 14, 17 14,17
16b 2.81 ddd(15.7, 8.8, 6.9)b 16, 15,17 41, 14,17, 15 14,17
17 140.16 CH 6.85 ddq(8.6,6.2,1.3) 16a, 16b >41 20a, 20b >15, 21, 14, 16
16a
18 140.58 C 41, 16
19 20253 C 41, 20, 20, 21, 17
20a 43.35 CH, 2.98 dd(15.5,3.0) 20b, 21 20b, 21,17 >42 22
20b 2.78 dd(15.7, 9.3)b 203, 21 203, 24 >17 >21 22
21 7210 CH 4.25 ddd (9.2, 8.0, 3.0) 203, 20b, 22 42,2043, 24, 22, 17 42,20, 20, 22
22 51.98 CH 3.06 dq(7.8,7.0) 42 >21 42 >24,25,21 42,20
23 21763 C 42,24,22,25,21
24 5073 CH 291 qd(6.9,5.8) 43,25 42 522,25 >26 25
25 7452 CH 3.85 t(5.5) 24, 26 43, 24,22, 26 43, 24, 26
26 75.03 CH 5.22 d(5.2) 25 43,25 >24 25
27 17166 C 44,44, 28, 26
28 58.29 CH 4.34 dd(7.7,6.7) 44,44 31/35, 44a, 44b >45 45,44, 44
29 198.19 C 44,44, 28, 31, 35
30 138.15 C 32,34
31,35 129.76 CH 8.06 dd(8.4,1.3) 32/34,33 32/34>28 33
32,34 130.06 CH 7.53 td(7.5,1.6) 33,31/35 31/35, 33
33 13481 CH 7.63 tt(7.3,1.3) 32/34>31/35 32/34 32,34,31,35
36 60.77 CH; 3.61 s - 37 3
37 1457 CH; 1.92 d(1.1) 5 38,6,3 53
38 17.06 CH; 1.03 brd(6.7) 6 37,7,5 37,6,7,5
39 15.57 CH; 0.90 d(7.1) 8 8>9a,9b, 6 8,7
40 56.67 CH; 3.29 s - 14 >13,12,41 14
41 11.74 CH; 1.81 brs 17 164, 16b, 40 17
42 13.71 CH; 1.06 d(7.1) 22 24,20, 22,21 22,21
43 11.28 CH; 1.07 d(6.9) 24 25, 26 24, 25
443 2462 CH, 2.03 m‘ 45, 44b, 28 28 45, 28
44b 1.97 s 45, 44b, 28 28 45, 28
45 12.57 CH3 1.02 t(7.2) 44,44 28 44,44, 28
459 s
a,b,cd

overlapping 'H signals
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Table $3. NMR data of lanyamycin 1/2 in DMSO-de. (*H/**C/**N = 700/176/70.99 MHz)

Pos.
1
1*
2

w

N o b

70H
8
9a
9b
10
11
12
13
14*
14
15%*
15
16a, 16*b
16b, 16*b
17
17*
18/18*
19
19*
20a
20b
20*a
20*b
21
21*
210H
21*0OH
22
22%*
23
23%*
24
24%*
25
25%
250H
25*0H
26
26*
260H
26*0OH
NH
NH*
27
27*
28
28%*
29
29%*
30
30*
33

by M by
163.34 C
163.36 C
14112 C
130.99 CH
130.96 CH
130.07 C
146.54 CH

m (J [Hz])

6.39 s
6.40 s

5.37 brd (9.9)
38.04 CH 2.23tq (9.9, 6.7)
74.31 CH 3.25 2xdd (9.9, 6.2)
OH 4.49 2xd (6.7)
41.35CH 1.34m
37.28 CH, 1.95 m
CH, 1.79 M’
136.93 CH 6.13 br ddt (15.3,9.7, 5.9)
130.93 CH 6.01 dd (15.3, 10.5)
137.74 CH 6.48 dd (15.3, 10.5)
127.47 CH 5.18 dd (15.3, 9.5)
83.59 CH 3.72 dd (9.3, 8.0)
83.54 CH 3.74 dd (9.3, 8.0)
73.69 CH 4.71m
73.67CH 471 m
31.69 CH, 2.77 m°
CH, 2.69 m"
137.48 CH 6.69 ddq (8.2, 6.8, 1.2)
137.55 CH 6.72 ddq (8.0, 6.8, 1.2)
138.59 C, C
199.87 C
199.91 C
42.22 CH, 2.78 m*
CH, 2.69 m
42.40 CH, 2.79 m
CH, 2.73 m°®
69.78 CH 4.10 dddd (8.8, 8.0, 5.8, 3.3)
70.14 CH 4.13 dddd (8.4, 8.0, 6.0, 3.4)
OH 4.77 d (5.6)
OH 4.88 d (6.0)
49.91 CH 2.99 quin (7.0)
49.20" CH 3.06 quin (7.0)
214.61 C
214.29 C
49.20" CH
49.58 CH
72.55 CH 3.70 br q (5.6)
72.12 CH 3.83 brdt (4.4, 6.2)
OH 4.78 d (6.0)
OH 4.72 d (5.6)
73.15 CH 4.96 dt (9.1, 5.8)
73.28 CH 4.91 ddd (9.2, 6.7, 5.4)
OH 5.89 d (5.6)
OH 5.95 d (5.4)

2.77 m°
2.78 m°

(137.82) NH 8.64 d (9.3)
(138.56) NH 8.75 d (9.5)

168.33 C
168.60 C
56.01 CH
56.14 CH
19551 C
195.48 C
136.45 C
136.26 C
133.17 CH

4.32 brt(7.0)
4.27 dd (7.3, 6.7)

7.63 m

ROESY®

5>
5>

3>7>38,8, 10
38,37 >39, 8 >70H
70H >5, 10, 38 >9a
7 >39,38 >6

39 >9b, 6>5,11

9b, 39,10 >7, 70H
93, 11, 39,8

12,9a >5

9b, 13 >8

14, 10

11, 15 >40

40, 12 >15, 16b

40, 12 >15, 16b
16*a, 16*b, 13 >17*
16a, 16b, 13 >17
overlap 40a/40b
overlap 40a/40b
203, 20b, 15 >21
20*a, 20*b, 15/15* >21*

overl. with 16a/16b, 24
overl. with 16a/16b, 24
overl. with 16a/16b, 24
overl. with 16a/16b, 24
210H, 22, 20b >20a
21*0H, 22*, 20*a

21 >22

21*

42,25>21,210H
42%,25% >21%*, 21*0OH

overl. with 24*, 20a, 16a and 20a*, 16*a
overl. with 24, 20a, 16a and 20*a, 16a *
250H, 22, 24 >43, 28, 260H, NH
25*%0H, 22*, 24* >26%, 26%0OH, NH*
25,43

25% >43*

260H, 43 >25 >>NH
26*0H, 43* >25* >>NH*

26

26*

28 >31/35, 25 >24, 26

28% >31*/35%, 25* >24%, 26*

31/35, NH >45
31%/35*, NH* >45

S4

H to C HMBC
3>15

3>15

36, 3 >37

37,5

37,5

37>6
38,37,3>6,7
38,7,5,70H
39, 38, 9a >5>70H
39, 93, 9b, 70H
39,7,11>10

11, 12 >9a, 9b

13 >9a, 9b

14 >10

11

40, 12 >16*b

40,12 >16b

14, 16b >13, 17, 17*

14,17, 17*

41 >20

41* >20*

41, 41*, 16b; 16*b
41 >17 >20b

41* >17* >20*b
22,210H
22,210H

22*, 21*OH
22*,21*0OH

42 >20b, 22 >210H
42%* >20%, 22* >21*0OH

42 >210H >20b

42* >21*0H, 20*b
43,42 >22 >24

43* >42%,22%*

43, 250H

43%*, 25*0OH

43, 260H >250H
43*,26%0H >25*0H,

260H
26*0OH

28, NH, 44a >26*
28*, NH*, 44*a >26*
45 >44a, 44b

45* >44*b, 44*b
35/31, 28, >44b
35%/31%, 28* >44*b
34/32

34%/32%

34/32, 35/31



33%*
34/32
34%/32%
35/31
35*%/31*
36
37
38
39
40
41
41*
42
42*
43
43*
44*3
44%pb
44a
44b
45
45*

133.08 CH 7.55m
128.68 CH 7.51m
128.68 CH 7.47 m
128.20 CH 8.00 m
127.87 CH 7.94 m
59.41 CH; 3.51 2xs
13.91 CH; 1.82 brs
16.56 CH; 0.93 d (6.5)
15.30 CH; 0.79 d (7.1
55.61 CH; 3.19 2x s
11.32 CH; 1.69 s
1135 CH; 1.71 s
12.49 CH, 0.88 d (6.9) *"
12.68 CH; 0.89 d (6.9) **"
9.83 CH; 0.87 d (6.9) "
8.59 CH; 0.57 d (6.9) °
21,80 CH, 1.88 m
CH, 1.77 M
22.29 CH, 1.85 M’
CH, 1.78 m
11.79 CH; 0.88 t (7.4)°"
11.83 CH; 0.94 t (7.3) *®

35/31

35%/31%

32/34, 28
32%/34%, 28* >24*
37

6,37,>70H>7,5
8, 70H >9b >6,
14 >13 >12
16a/16b, 40
16*a/16*b, 40
22,22 overl. 24
22%, 20*a overl. 24%*
250H, 26, 24
26%*, 24* >25*0H
45% 28*

45% 28%*

45,28

45, 28

28

28%*

34*/32%,35%/31*
34/32
34%*/32%
33,35/31
33%,35%/31*
>>3

5,3

7

7

14

17

17*

22

22%

24,25

24% 25%
45%,28%*

45, 28

28,44
28*, 44*

® from Jres-Spectrum; ® sorted with decreasing intensity; © interchangeable 'H;
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Lanyamycin 2

Figure S8. Comparison of the NOE intensities of lanyamycin 1 and 2
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