SUPPLEMENTARY MATERIAL

Figure S1. The HRMS spectra of compounds 1 - 4.

Figure S2-S5. Mirror-match of compounds 1 -4 with valinomycin from the MASST
GNPS database.

Figure S6-510. MS? spectra of the compounds 1 - 4.

Table S1-S4. 'H-NMR from the reference Ye et al. Phytochemistry 135 (2017), 151-
159.

Figure S11-515. '"H-NMR of compounds 1 -4 in CDCls.
Figure S16. Full *C-NMR spectrum of streptodepsipeptide SV21 (4) in CDCls.
Figure S17. Full '"H-NMR spectrum of streptodepsipeptide SV21 (4) in CDCls.

Figure S18. Full HSQC spectrum of streptodepsipeptide SV21 (4).



4

3

2

1. TOF MS ES+

100 1142 6804 [M+NH,]* 7.32e7
11436835
# [M+H]*
1125 6534 1144.6865
5 3592405 6294962 157 44848435007 1079.6471. , | | 11646136 13274946 i
T T T T T T T T T T T T
200 400 600 800 1000 1200 1400
1- TOF MS ES+
100 1128.6659 [M+NH,J* 5. f2ed
11296678
= [M=H]® [1133.6204
1111.6388 [ 1134 6235
ol 172138 92203  o8a28e4  stoggry 1083643 |[11002 PIS®
200 400 600 800 1000 1200 1400
1- TOF MS ES+
100 11146486 [M+NH,]* 7. 44e7
1156514
&= [M+H]™
1007.6218 [1116.6544
8014770
. 989620 54 1227 4132661 s i 1051 6167 l\[ (11366819 1299.4723 s
D L B N 1 NN WO 11 5 117 S W 1 A
200 400 600 800 1000 1200 1400
1- TOF MS ES+
100 1100.6332 [M+NH,]* 2. 62e7
1101.6364
) [M+H]*
& 1083.6069
1102 6393
98.9619201.0444 3592407 713.4128 H05s612d 1122.5657 1285.4548
0+ |?8T4|6[}0|‘|[/||| m/z
200 400 600 800 1000 1200 1400

Figure S1. The HRMS spectra of compounds 1 - 4.
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Figure S2. Mirror-match of compound 1 with valinomycin from the MASST GNPS database

(library class: gold; cosine-score: 0.76; shared peaks: 44; mass-diff: 28.03; specMZ: 1100.63;
1ibMZ: 1128.66).
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Figure S3. Mirror-match of compound 2 with valinomycin from the database (library class:
gold; cosine-score: 0.77; shared peaks: 42; mass-diff: 14.01; specMZ: 1114.54; libMZ:
1128.66).
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Figure S4. Mirror-match of valinomycin (3) with valinomycin from the database (library class:
gold; cosine-score: 0.83; shared peaks: 49; mass-diff: 0.01; specMZ: 1128.67; libMZ: 1128.66).
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Figure S5. Mirror-match of compound 4 with valinomycin from the database (library class:
gold; cosine-score: 0.77; shared peaks: 42; mass-diff: 14.02; specMZ: 1142.68; libMZ:
1128.66).
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Figure S6. MS? spectra of the compounds 1 —4: (A)The mass window magnifies on the range between m/z 50 — m/z 600; and (B) on the range between
m/z 600 —m/z 1150. Identical masses that occurred in all four spectra of the derivates of valinomycin were marked with a blue box, while the compound
specific masses were highlighted in circles.



Compound 1 (m/z600-1150)
A.l 2 TOF MS ES» B
100 100632 4.99¢7

-(L-Lacs-D-Val - -

( 3 ) Fragmentation pathways after the ring
opening contains intermittent between red
and tan line, except for the L-Lac,.

~(D-Hiv,-L-Valy) —————
1101635 —_——————
*
1056613 LLac, §
Dval, . Lval,
1121562 _<_< %(N
o
R T Lac,
m/z 685.402 D-Hiv,
o o
m/z884.523 1100.633 [M+NH,]* HN,
1122564 1083.608 [M+H]* R / O-val
884520 1083808 - o . 4
Lval,
o
712424 HA
855491 107,615 lé" °YL LLac,
505523
* 123567 T O o
67393 [lss7.407 76452 jsseszs o o554 1058616 1124567 h
915342 542360 i 5429 741427757 423 i 984544 1033531 [ ‘ 1120667
I 3763381 | 786454813452 838482 950458, - D-val
i ) L (- s e | eereoncde i Ly ooy Jozaasn 0055 | osaant [ wonnszo™ | " i I e 2 D-Hiv,
60 | 630 | 60 | 680 | 700 | 730 780 780 | 800 | 820 | 830 | 860 « 830 900 | 920 | a0 ' 0 ' 930 ' 1000 ' 1020 1080 ' 1060 ' 1080 1100 1120 1140
-(€=0)
- 2: TOF MS ES+ m/z1055.612
- A2 Compound 1 (m/z50-600) ese
-(L-Lac,-D-Valy) m/z884.523 m/z856.491
~(L-Lac,-D-Valy) m/2713.433 m/z685.402
72081 »
m/z2542.344 m/z2514.312 m/z486.281
m/z343.223 m/z315.191
. |
- m/z172.133 m/z144.102
-(D-Hiv,-L-Valy)
72134
— -(Val-Lac) =-171 Da
— -(Val-Hiv) =-199 Da
172007
m/z315.191
m/z514.312
315192
s14313
145108 200120 272150
73137 204119 344225 371218 e
5084 ) 63?37%113 ¥ | (TR 2T 25120 | 24 ) srirse) 383168 | atsee [$420 g1z ‘LassL;m 518318 L, ) 535335591"5?
60 80 100 120 140 160 180 200 220 240 260 280 300 320 340 360 380 400 420 440 460 480 500 520 540 560 580

Figure S7. MS? spectra of compound 1. (A.1) from m/z 600 — m/z 1150, (A.2) m/z 50 — m/z 600, and (B) the possible fragmentation pathways.
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Figure S8. MS? spectra of compound 2. (A.1) from m/z 600 — m/z 1150, (A.2) m/z 50 — m/z 600, and (B) the possible fragmentation pathways.
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Figure S9. MS? spectra of valinomycin (3). (A.1) from m/z 600 — m/z 1150, (A.2) m/z 50 — m/z 600, and (B) the possible fragmentation pathways.
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Figure S10. MS? spectra of compound 4. (A.1) from m/z 600 — m/z 1150, (A.2) m/z 50 — m/z 600, and (B) the possible fragmentation pathways.
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Figure S11. Full tH-NMR spectra of compounds 1 to 4.




Table S1. TH-NMR at amide regions from the reference Ye et al. Phytochemistry 135
(2017), 151-159.

Streptodepsipeptide P11B Streptodepsipeptide P11A Valinomycin
84, (Jin Hz) 64, (Jin Hz) 84, (Jin Hz)
NH L-val 7.74,d (5.9) Lvall  776,d(58) L-Val  7.80,d(6.2)
7.78,d (6.3) L-Val2 7.84,d (6.0) D-Val 7.88,d (8.1)
7.96,d (8.2) L-Val3 7.77,d (6.2)
D-Val 7.79,d (8.2) D-Vall 7.83,d (8.0)
7.79,d (8.2) D-Val2 7.83, d (8.0)
8.00,d (7.6) D-Val3 7.89,d (7.9)
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Figure S12. 'TH-NMR spectra at amide regions of compounds 1-4 in CDCl;.



Table S2. TH-NMR at Ha regions from the reference Ye et al. Phytochemistry 135
(2017), 151-159.

Streptodepsipeptide P11B Streptodepsipeptide P11A Valinomycin
64, (Jin Hz) 84, (Jin Hz) 64, (Jin Hz)
CCHO b 4.94,d (3.2) D-Hivi  4.99,d(3.2) D-Hiv  5.02,d(3.1)
5.04, d (3.0) D-Hiv,  5.02,d(3.2)
L-lac  5.22,q(7.0) D-Hba  5.11, dd (6.6, 4.3)
5.20, q (7.0) L-lac;  5.33,q(6.8) L-Lac  5.32,q(7.0)
5.32,q(7.0) L-lac;  5.27,q(6.8)
5.31,q(7.0) L-Lacs 5.33,q(6.8)
orCHN L-val  3.91,dd (10.0, 5.9) L-Val, 3.96, dd (10.0, 5.8) L-val  3.96,dd (10.2, 6.2)
3.96, dd (10.0, 6.3) L-Val, 3.97, dd (10.0, 6.0)
4.01, dd (9.8, 6.0) L-Vals 4.01, dd (10.0, 6.2)
D-Val  4.05, dd (10.0, 7.6) D-Val;  4.13,dd (9.2, 8.0) D-Val  4.10, dd (10.0, 8.1)
4.07, dd (10.0, 8.2) D-Val,  4.08,dd(9.2, 8.0)
4.16,dd (9.8, 8.2) D-Val;  4.08,dd(9.2,7.9)
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Figure S13. TH-NMR spectra at Ha regions of compounds 1-4 in CDCls.



Table S3. TH-NMR at Hp regions from the reference Ye et al. Phytochemistry 135
(2017), 151-159.

Streptodepsipeptide P11B Streptodepsipeptide P11A Valinomycin
64, (/in Hz) 64, (/in Hz) 64, (/in Hz)
B-CH. D-Hba 191, m
B-CH  D-Hiv 2.36,m D-Hiv 2.37, m D-Hiv 2.33,m
Val 2.17-2.40 Val 2.27-2.35 L-Val 2.23,m
D-Val 2.36, m
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Figure S14. 'TH-NMR spectra at HP regions of compounds 1-4 in CDCls.



Table S4. TH-NMR at methyl regions from the reference Ye et al. Phytochemistry 135

(2017), 151-159.

Streptodepsipeptide P11B Streptodepsipeptide P11A Valinomycin
84, (Jin Hz) 64, (Jin Hz) 84, (Jin Hz)
B-CHs L-lLac 1.44-1.49 L-Lac 1.44-1.47 L-Lac  1.44,d(7.0)
v-CHs Val, D-Hiv 0.95-1.10 Val, D-Hiv 0.95-1.10 L-val  1.08, d (6.6)
0.95, d (6.6)
D-Val 0.95,d (6.6)
1.04, d 6.6)
D-Hiv 0.98 D-Hiv 0.98 D-Hiv  0.98, d (6.6)
D-Hba 0.95 0.96, d (6.6)
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Figure S15. TH-NMR spectra at methyl regions of compounds 1-4 in CDCls.



190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 oon

Figure S16. Full *C-NMR spectrum of streptodepsipeptide SV21 (4) in CDCl:.
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Figure S17. Full 'H-NMR spectrum of streptodepsipeptide SV21 (4) in CDCls.
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Figure S17.1: Ha region of the 1D '"H-NMR spectrum of streptodepsipeptide SV21 (4) in CDCls.
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Figure S17.2. Amide regions of the 1D 'H-NMR spectrum of streptodepsipeptide SV21 (4) in CDCls.
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Figure S18. Full HSQC spectrum of streptodepsipeptide SV21 (4).



