Differential production of phytotoxins from Phomopsis sp. from grapevine plants showing

esca symptoms.
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HRESI MS of phomopsolide B (1)
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ESI-MS: PhomopSolide

XMASS Mass Analysis for /Data/UNI_NE/ABOU1325 ESI/5/pdata/l/massanal.res:
XMASS Mass Analysis Constraints

Ion mass = 319.1153690
Charge = +1
# C H 0 Na mass DBE error

**% Mass Analysis for mass 319.1153690

L 15 20 6 1 31:9.11.52095 5.9 1'.595e-04
2 157 19 6 0 319.1176148 8.5 2.246e-03
3 24 1.5 1 0 S1L9 001774075 17555503 .627e-03
4 22 16 s 1 31:971093362 14.5 6.033e-03
5 10 23 11 0 319.1234880 =058 1903
6 13 19 ) 0 319.1023586 4.5 1.301le-02
7 19 20 3 1 319.1304656 924550110 51 0e=02
8 I 20 9 . 319.0999533 1.5 1.542e-02
9 21 19 3 0 31:9':11:3287.09 1255 7:50e=02
10 20 15 4 0 319.0964854 13.5 1.888e-02
MS—SERVICE UNI FRIBOURG BRUKER FTMS 4.7T BIOAPEX Il
ESI—MS ( Mode): Ph pSoli (in Aceton/MeOH)
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HRESI MS of Phomopsolidone A (2)
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ESI-MS: Dihydrofuranone

r FTMS 4.7T BioAPEX Il

MS-Service UNI-Fribourg

XMASS Mass Analysis for /Data/UNI_NE/ABOU1326 ESI/5/pdata/l/massanal.res:
XMASS Mass Analysis Constraints

Ion mass =

Charge =

# c

+1

H

0]

319.1153360

Na

mass

*%** Mass Analysis for mass 319.1153360

DBE error

1 15 20 6 ik 31951152095 S0 bl 265e~04
2 17 19 6 0 319.1176148 8%:5142.279e-03
3 24 15 1 0 319.1117415 125553 1594 e-03
4 22 16 1 1 319.1093362 14.5 6.000e-03
5 10 23 11 0 319.1234880 ZOMoME8 .526 <03
6 1.3 19 9 0 319.1023586 4.05:01.298e=02
& 19 20 3 1 319.1304656 9.5 1.513e-02
8 11 20 9 1 31:9+0999533 175:60°01:.538e=02
9 21 19 3 0 319.1328709 1255700, 453e~02
10 20 1.5 4 0 319.0964854 1345 1.885e=02
MS—SERVICE UNI FRIBOURG BRUKER FTMS 4.7T BIOAPEX I
ESI—MS (pos.Mode): Dihydrofuronone (in Aceton/MecOH)
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IR spectra of phomopsolidone A (2)
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1H NMR of phomopsolidone A (2)
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13C NMR of phomopsolidone A (2)



COSY of phomopsolidone A (2)
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HSQC (*H-'3C) of phomopsolidone A (2)
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HMBC (*H-'*C) of phomopsolidone A (2)
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HR ESI MS of phomopsolidone B (3)
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ESI-MS: Tetrahydrofuranone

XMASS Mass Analysis for /Data/UNI_NE/ABOU1327 ESI/5/pdata/l/massanal.res:
XMASS Mass Analysis Constraints

Ion mass = 321.1309550

Charge = +1

# (] H (0] Na mass DBE error

*** Mass Analysis for mass 321.1309550

1 15 22 6 1 321111308595 4750925 41e =05
2 17 21 6 0 321.1332648 7+5:112.310e-03
3 24 17 1 0 3211273916 16:5-23.563e=-03
4 22 18 il 1! 321.1249863 13°5511:5.96%e-03
5 10 25 11 0 321,1391381 =155778.183e-03
6 1:3 21 9 0 321.1180087 355111 5295e~02
7 19 22 3 ) 321.1461157 845 711.516e=02
8 A 22 9 1 321.1156034 05:50411.:535e~=02
9 21 21 3 0 321.1485210 11558 = 576 =02
10 20 17 4 0 32171121355 F2e5io%l . 882€~02

MS—SERVICE UNI FRIBOURG BRUKER FTMS 4.7T BIOAPEX Il
ESI—MS (pos.Mode): Tetrohydrofuronone (in Aceton/MeOH)

31113099
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IR spectra of phomopsolidone B (3)
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'HNMR of phomopsolidone B (3)
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3C NMR of phomopsolidone B (3)
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COSY of phomopsilidone B (3)
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HSQC of phomopsolidone B (3)
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HMBC phomopsolidone B (3)
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HRESI MS of Phomopsolidones C (4) and D (5)

Sample Name Furanone Position Vial 51 Instrument Name Instrument 1 User Name

Inj Vol 2 InjPosition SampleType Sample IRM Calibration Status
Data Filename  H0001620.d ACQ Method ESIpIsoTOF1500.m Comment C10H1204 Acquired Time

a
Success
7/12014 5:15:15 PM

Cpd 1: C10H1204: +ESI| Scan (0.250-0.390 min, 12 scans) -Frag=‘| 50.0V H0001620.d Subtract

0,95“ -
0.9
0.854
0.8
0.75-]
0.7
0.65
0.6 | R ) S—
0.55
o5 . I . . I R
0.45
041 | 219.06376
0.35 | 3 - im s e (MAENa)+
0.3
0.25

024

0.154- . of}. S

ool il "M T YN ;‘\

215 216 217 218 219 220 221 22
Counts (%) vs. Mass-to-Charge (m/z)

MS Spectrum Peak List

m/z Calcm/z |Diff(ppm) z |Abund [Formula

Ion

219.06376 219.06278 448] 1 434|C10 H12 Na O4

(M+Na)+
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ESI MS of sydowinin (6)
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HRESI MS of sydowinol (7)

Sample Name
Inj Vol 2

Data Filename  H0001631.d

Phomopsis Nicolas

Position
InjPosition
ACQ Method

Vial 56

ESInIsaTOF1500.m

Instrument Name Instrument 1 User Name

SampleType Sample IRM Calibration Status

Comment C16H1206 ET Acquired Time
C16H1307

a
Success
7/4/2014 12:19:31 PM

x10 -1 |-ES! Scan 7(0.250-0.326 min, 7 scans} Frag=150.0V HO001631.d Subtract
315.g5320 : o : :

314.07322
Nty |

31687497 319.01007-- .

M ~"317.72286 e

-320.01069 -
L

'_Sgi 20438

314

315

316 317 318 319 320
Counts (%) vs. Mass-to-Charge (m/z)

321

17



HRESI MS of Cytosporon B (8)
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ESI-MS: CYTOSPORON

XMASS Mass Analysis for /Data/UN

I_NE/MANS2636 ESI/10/pdata/l/massanal.res:

XMASS Mass Analysis Constraints

Ion mass = 345.1674970

Charge = +1

¥ C H 0 Na mass DBE error
*** Mass Analysis for mass 345.1674970
1 18 26 5 1 345.1672450 5.5 2.520e-04
2 20 25 5 0 345.1696503 8.5 2.153e-03
3 13 29 10 0 345,1755236 -0.5 8.027e-03
4 16 25 8 0 345,1543942 4.5 1.310e-02
5 22 26 2 1 345.1825012 9.5 1.500e-02
6 14 26 g 1 345.1519889 1.5 1.551e-02
7 24 25 2 0 345,1849065 12.5 1.741le-02
8 23 21 3 0 345.1485210 13.5 1.898e-02
e 15 30 7 1 345,1883744 0.5 2.088e-02
10 21 22 3 1 345.1461157 10.5 2.138e-02
i MNE«SERMACE UK Fribourg BRUKER FTs 47T BaeAREx 1|
- ESi—MS (posMode) CYTOSFONON Cim CHEIN /MaOH)
[M+Na]
3430 344.0 345.0 348.0 347.0 348.0 miz
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