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Figure S1 Sequential MS"-spectra of the ethyl esters of (a) tetradepsipeptide (DP4),
(b) hexadepsipeptide (DP6a), (c) hexadepsipeptide (DP6b), (d) octadepsipeptide
(DP8), (e) decadepsipeptide (DP10a), (f) decadepsipepide (DP10b), and (g)
dodecadepsipeptide (DP12) (upper masses: calculated, lower masses given in
parenthesis: measured ([M+K]*) and ([M+Na]*)* ions), e: **C-labeling of a-hydroxy

isovaleric acid and valine.



a) Tetradepsipeptide (DP4)
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b) Hexadepsipeptide (DP6a)
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Tntens.

c) Hexadepsipeptide (DP6b)
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d) Octadepsipeptide (DP8)

102.1 2021 316.2 387.2 488.4 588.4 702.4 773.5

141.6 241.9 356.1 427 .1 528.2 628.3 740.4 813.4
L0418 @419 @8N @) (22 (6283) (7404) (@134) )

818.5
(841.5)*

MS

intens. +MS, 0.1:0.2min #(8-33)
x108 |

857.4

828.4 J
00 - -

.0 T T T T T T T T
700 750 800 850 900 950 1000 1050 miz

MS? (841.5 — x)

intens. +MS2(841.4), 1.5min #125
x107

3
5282

2 536.2

6223
640.3 8415
4
002 740.4 813.4
M L, s

T T T T T T T T
500 550 600 650 700 750 800 850 m/z

MS? (628.3 — x)

Intens +MS3(841.4->628.5), 2.4min #158
x107

154

427.1

356.1

T T T T T T T T
250 300 350 400 450 500 550 600 miz




MS* (528.2 — x)

\mense +MS4(841.4->628.5->528.2), 2.7min #168
10/
s

356.1

2418

T T T T T T T T T
150 200 250 300 350 400 450 500 miz

MS® (427.1 — x)

\mense +MS5(841.4->628.5->528.2->427.0), 3.0min #176
x106

2419

154.9 254.9
L A L 2
T

T T T T T T T
50 100 150 200 250 300 350 400 miz

MS® (356.1 — x)

Intens. +MS6(841.4->628 5->528.2->427.0->355.0), 4.5min #196)

300 4

1416

e) Decadepsipeptide (DP10a)
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f) Decadepsipeptide (DP10b)
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g) Dodecadepsipeptide (DP12)
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Figure S2 UPLC-TOF MS (ESI*) analysis of **Ce-cereulide and cereulide in a B.
cereus culture (F4810/72) incubated in the presence of synthetic **Cg-cereulide (two

biological and three analytical replicates each, +SD).
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