Supplementary Figure S3. ESI(neg)-MS/MS spectra and proposed fragmentation mechanisms
for each deprotonated molecule identified in this study. Fragmentation mechanisms of
ferroverdins (compounds 1 to 3) obtained by HCD fragmentation of the molecular ions (M-) 860.12,
876.11 and 904.11 respectively. Fragmentation mechanisms of bagremycins (compounds 4 to 9) were
obtained by HCD fragmentation of the molecular ions (M-H)  254.08, 269.09, 415.10, 239.07,
429.11, and 282.08, respectively.

@ Ferroverdin A, HRESIMS m/z 860.1199 [M — H]- (calcd for C4sH3oN;04,Fe, 860.1173, Am = 1.7 ppm)
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@ Ferroverdin B, HRESIMS m/z 876.1149 [M — H]- (calcd for C4sH3N;0;5Fe, 876.1123, Am = 1.8 ppm)
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@ Ferroverdin C, HRESIMS m/z 904.1099 [M — H]- (calcd for C4gH3oN30;4Fe, 904.1072, , Am = 1.8 ppm)
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@ Bagremycm A, HRESIMS m/z 254.0824 [M —H]- (calcd for Cy5H;,NO;, 254.0812, Am = 1 ppm) and [M + H]*
256.0967 (calcd for Cy5H;4NO3, 256.0968, Am = 0.3 ppm)
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@ Bagremycm B, HRESIMS m/z 296.0931 [M -H]- (calcd for C;5H;4,NO,, 296.0917, Am = 1.5 ppm) and [M +
H]* 298.1073 (calcd for C1;H16NO,, 298.1074, Am = 0.1 ppm)
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@ Bagremycm C, HRESIMS m/z 415.0974 [M —H]- (calcd for C,oH19N,06S, 415.0958, Am = 2 ppm) and
[M + H]* 417.1115 (calcd for CyoH,;N,06S, 417.1115, Am = 0.3 ppm)
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@ Bagremycin E, HRESIMS m/z 239.0714 [M - H]" (calcd for C45H4705, 239.0703, , Am = 0.3
ppm) and [M + H]* 241.0859 (calcd for C45sH1,NO;, 241.0859, , Am = 0.3 ppm)
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Bagremycm F, HRESIMS m/z 282.0777 [M - H]- (calcd for C;¢H,,NO,, 282.0761, Am = 1.9 ppm)
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@ Bagremycm G, HRESIMS m/z 429.1133 [M - H]- (calcd for C,;H;;N,06S, 429.1115, Am = 1.6 ppm)
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