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Figure S1. Mass spectrum of acetyl chlamyphilone; m/z 263.1409,63 = [M+H]+.
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Figure S2. Mass spectrum of fraction 3 obtained from P. lilacinus corresponding to a mixture of
Leucinostatins (A, B e D); m/z 1219,63 = [M+H]+; m/z 1241,63 = [M+Na]+ m/z 1201,63 = [M+ H-H:0]+
(Leucinostatin A); m/z 1205,60 = [M+H]+; m/z 1227,6 = [M+Na]+; m/z 1187,6 = [M+ H-H:0]+ (Leucinostatin
B); m/z 1105,47 = [M+H]+; m/z 1127,47 = [M+Nal+ m/z 1087,47 = [M+ H-H20]+ (Leucinostatin D).
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Figure S3. Mass spectrum of fraction 7 obtained from organic extracts of P. griseofulvum m/z 335,1234 = [M +
H - H:0]*; m/z 353,0793 = [M+H]* ; m/z 375,0793 = [M + Na]*; m/z 727,1318 = [M2 + Na]".



(A)

x10°® | | ESI MFE Spectrum (2.579- 2.850 min) Frag= 180.0V Pac. Fract. 2

221.0812
5.5 1

s
45

il 463.1366
35 1

14 243.0516
o ' 202.1213

o i L 5251070 593.0939

100 150 200 250 300 350 400 450 500 550 500

Counts vs. Mass-to-Charge (m/z)

(B)

0 5 |+ESI Product lon (6.721 min) Frag=180.0v CID@20.0 (221.0770[z=1]-> **) POC ATT 0.5 MS-MS 29.6.16_02.d
99 175.073¢

203.0689

3 1830838 161.0582

2 188.0453
1] ss0167 seoss9 o053 OO0 105.0685 119.0842 147.0788 | ‘ |
\

221.0789
| *

|

T T T T T T T T T T T T T T T ] T T T T T T T T T T

55 60 65 70 75 8 8 90 95 100 105 110 115 120 125 130 135 140 145 150 155 160 165 170 175 180 185 190 195 200 205 210 215 220 225
Counts vs. Mass-to-Charge (m/z)

Figure S4. Mass (A) and fragmentation spectra (B) of chlamyphilone.
188 =203.1313 [M+H-H:0]* - -CHs

175 = 203.1313 [M+H-H:0]* - -CHs - CH

161 = 203.1313 [M+H-H:0]* - -CHs - CH - CH2

147 = 203.1313 [M+H-H:0]* - -CHs - CH - CHz - CH2

133 =203.1313 [M+H-H:0]* - -CHs - CH - CHz2 - CH2 - CH:
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Figure S5. 'H NMR of chlamyphilone.
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Figure S6. 3C NMR of chlamyphilone.
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Figure S7. DEPT 135 of chlamyphilone.
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Figure S8. 'H-'H COSY of chlamyphilone.
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Figure S9. 'H-3C HSQC of chlamyphilone.

6 4

d1y (ppm)

50



100
& 13clppm)

150

200

Figure S10. 'H-C HMBC of chlamyphilone.
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Figure S11. '"H-"H NOESYof chlamyphilone.
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Figure S12. Conformational model of chlamyphilone.
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Figure S13. Mass spectrum of fraction 3 from B. bassiana corresponding to beauvericin; m/z 784,96 = [M+H]*;
m/z 766,96 = [M+ H-H:Q0]* ; m/z 806,96 = [M+Na]*; m/z 1590,92 = [M2 + Na]*.



x105 + ESI MFE Spectrum (9.961- 10.066 min) Frag= 180.0V Fract. 4 Metar.
14
1.24
579.2026
14 1
08
08 5863047
04
o 561.3420 617.2034
'0 AN 4T5U15 , | L L '
) 40 40 40 40 50 50 50 50 50 50 S0 50 50 50 60 60 60 60 640
Counts vs. Mass-to-Charge (m/z)

Figure S14. Mass spectrum of Destruxin B2; m/z 579,2926 = [M+H]*; m/z 561,3420 = [M+H-H:20]*; m/z
617,2034 = [M+K]~.



Table S1: Biological activity of the isolated compounds.

Fungal species Secondary % of aphids Biological activities References*

metabolites mortality (72 h reported on other

after organisms
treatment)
Paecilomyces Leucinostatins 30 (0.5 mg/ml) Nematicide (77% of Park et al., 2004
lilacinus Caenorhabditis elegans
mortality at 100 mg/L)

Penicillium Griseofulvin 73 (0.5 mg/ml) Insecticide (toxic at 250 Dowd, 1993
griseofulvum mg/L in diets on corn

earworm, Helicoverpa zea
Boddie, and on fall

armyworm, Spodoptera

frugiperda (J. E. Smith)
Beauveria Beauvericin 40 (0.5mg/ml) Insecticide (toxic at Wang e Xu, 2012
bassiana different concentration on

Artemia salina, a model

organism to study

insecticidal activity,

Calliphora  erythrocephala,
Aedes aegypti, Lygus spp.,
Spodoptera frugiperda and
Schizaphis graminum)

Metarhizium Destruxin 60 (0.5 mg/ml) Insecticide on different Soledade et al.,

anisopliae species (i.e. value for 12- 2012; Sree et al.,
day-old Spodoptera litura 2008
larvae in combined

application assay was 0.045
ug/g body weight, of 0.17
ug/g body weight in the
ingestion assay and 0.237
ug/g body weight in the
topical application assay)

Talaromyces 3-O- 48 (0.5 mg/ml)  Antibiotic (active at 0.1 Nicoletti et al., 2009

pinophilus Methylfunicone mg/mL  on  Rhizoctonia
solani, Alternaria alternata,
Cylindrocladium  scoparium
and Fusariun solani)
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