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Figure Contents Comments
Figure S1, Figure S2 Total Ion Current Chromatographic peaks of metabolites produced
Chromatograms of in sufficient amount to be detected on crude
crude extracts: extract are annotated.
LA-SOL3CE,

LA-SOL3CEGasa,
LA-SV1CE and LA-

SV1CEcasa”
Figure S3, Figure 54, Annotated 70 eV EI M+ represents the molecular ion.
Figure S5, Figure S6, Mass Spectra of Structures:
Figure S7, Figure S8 metabolites identified in | Parts of structures coloured in red represent ionic

this study (see Figure 4). | fragments.

Parts of structures coloured in black represent
dark matter.

Dashed lines represent cleaved bonds.
Formulas:

Formulas coloured in blue represent neutral
losses from the molecular ion.

Formulas in red represent ionic fragments.
TMS* represents the trimethylsilyl (CHs)s-Si* ion
(m/z =73).

Kovats Retention index
(RI) is reported in
legend to figures.

Figure S9, Figure S10 H NMR spectra 3-indol-carboxylic acid (1),
Figure S11, Figure S12 | recorded at 400 MHz (-)-botryodiplodin (3),
(3R,4R)-4-hydoxymellein (5),
(R)-mellein (6).
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Figure S1. Annotated total ion chromatograms (TICs) acquired by processing crude extracts with
diazomethane in ether. (A) Crude extract of Lasiodiplodia theobromae LA-SOL3 (LA-SOL3CE); (B) crude
extract of L. theobromae LA-SOL3 grown in presence of GABA (LA-SOL3CEcasa),



1S
22000007 (C) \/ ICA-ME
20000003 v A-SVICE" crude extract 1)
5 18000001
g
]
O 16000007
o
3]
14000001
8
5)
= 12000007
10000007
8000001 cyclo-(Pro-Leu)
mellein
6000001 9
6)
4000001 \
L e e e ‘LLI\L"AK‘J‘ T e e e
6 8 10 12 14 16 18 20
Time(min)
1S
2400000 1
(D) \
2000007 [ A-SV1CEgaga" crude extract ICA-ME
2000000 1
1)
1800000
= 1600000
&
5 1400000 1
O
§ 1200000
<
£ 1000000
=
800000 cyclo-(Pro-Leu)
mellein
600000 © )
400000 1 \ /
200000 1
vf‘"‘kkw‘“‘\AT""“LL.I\IJ"“LJ“\u+‘J{L\ AT
6 8 10 12 14 16 18 20
Time(min)

Figure S2. Annotated total ion chromatograms (TICs) acquired by processing crude extracts with
diazomethane in ether. (C) Crude extract of L. theobromae LA-SV1(LA-SV1CE); (D) crude extract of L.
theobromae LA-SV1 grown in presence of GABA (LA-SV1CEcasa).
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Figure S3. Annotated 70 eV EI mass spectra of (1) Indole-3-carboxylic acid methyl ester (Kovats RI = 1535)
and (2) Indolecarboxaldehyde (Kovats RI = 1452)
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Figure S4. Annotated 70 eV EI mass spectra of (3) BotryodiplodineTMS (Kovats RI = 1282) and (4) Jasmonic
acid methyl ester (Kovats RI = 1598).
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Figure S5. Annotated 70 eV EI mass spectra of Mellein (Kovats RI = 1656) and Hydroxymelleine2TMS
(Kovats RI = 1605)
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Figure S6. Annotated 70 eV EI mass spectra of (7) Tyrosole2TMS (Kovats RI = 1575) and (8) Indole (Kovats RI
=1172)
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Figure S7. Annotated 70 eV EI mass spectra of (9) Cyclo-(Pro-Leu) (Kovats RI = 2068) and (10) Cyclo-(Pro-
Phe) (Kovats RI = 2443).
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Figure S8. Annotated 70 eV EI mass spectra of (11) Succinic acid «2TMS (Kovats RI = 1310).
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Figure S9. 'H NMR spectrum of 3-indol-carboxylic acid (1) recorded at 400 MHz in MeOD.

(3R,4S)-Botryodiplodin (3).
[a]2sP -62 (¢ 0.3, CHCls). (e)
1H NMR (CDCls, 400 MHz)

5: 5.22-5.18 (m, H-2 and H-2"),
4.86 (d, ]=12.0, OH"),

4.31 (t, ]=8.8, H5),

4.12-4.02 (m, H5 and H5),
3.69 (q, J=7.1, H4"), OH
3.44 (dt, J=2.7, 7.7, H4), O

2.63 (quint, [=7.1, H3),
2.51-2.46 (m, H3"),
2.32 (s, H3-8),

2.23 (s, H3-8"),

1.09 (d, J=7.2, H3-6),
0.89 (d, J=7.2, H3-6).

Optical rotation and 'H NMR
spectrum were similar to data
previously reported [35]
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Figure S10. 'H NMR spectrum of (-)-botryodiplodin (3) recorded at 400 MHz in CDCl;



(3R,4R)-4-hydroxymellein (5).

OH [a]sP -42 (c 0.4, CHsOH);
CHj, Optical rotation was very similar to
that previously reported [36].
o 1H NMR (CD:OD)

6:11.06 (s, OH-8),

7.56 (dd, J=1.1, 7.3, H-6),

7.08 (dd, J=1.1, 7.3, H-5),

7.00 (brd, J=7.3, H-7),

4.73 (dq, ]=6.6, 1.8, H-3),

4.61 (brd, J=1.8),

1.62 (d, J=6.6, 3-CH3);

"H NMR spectrum was similar to data
previously reported [37].

OH O

T T T T T T T T T T T T T T T T T T T T T

11.0 105 10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 20 15 1.0

Figure S11. "H NMR spectrum of (3R,4R)-4-hydoxymellein (5) recorded at 400 MHz in CDCl;

(R)-Mellein (6).
[a]2sP -95 (¢ 0.5, CH3OH);

Optical rotation was very similar to O
that previously reported [36].

'H NMR (CDCls) OH O

6: 11.03 (s, OH-8),

7.41 (t, J=8.0, H-6),

6.89 (d, ] = 8.0, H-5),

6.69 (d, ]=8.0, H-7),

4.78-4.69 (m, H-3),

2.93 (d, J=7.2, H2-4),

1.53 (d, J=6.2, 3-CHa).

H NMR spectrum was similar to data
previously reported [38].
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Figure S12. "H NMR spectrum of (R)-mellein (6) recorded at 400 MHz in CDCl;



