New eremophilane derivatives produced by the marine-derived
fungus Emericellopsis maritima BC17 in liquid culture media

Jorge R. Virués-Segovia'?, Cristina Pinedo'?, David Zorrilla®, Jesis Sanchez-Mérquez®,
Pilar Sanchez*, Maria C. Ramos*, Mercedes de la Cruz*, Josefina Aleu">*, and Rosa
Duréan-Patron'->*

! Departamento de Quimica Orgénica, Facultad de Ciencias, Universidad de Cadiz, Puerto Real,
11510 Cadiz, Spain.

2 Instituto de Investigacion en Biomoléculas (INBIO), Universidad de Cadiz, Puerto Real, 11510
Cédiz, Spain.

2 Departamento de Quimica Fisica, Facultad de Ciencias, Universidad de Cadiz, Puerto Real,
11510 Cadiz, Spain.

3 Centro de Excelencia en Investigacion de Medicamentos Innovadores en Andalucia, Fundacion
MEDINA, 18016 Granada, Spain.

* Correspondence: josefina.aleu@uca.es (J.A.), rosa.duran@uca.es (R.D.-P.)




Table of contents

Figure S1. "H NMR spectrum (500 MHz, CD3;0D) of compound 1..........cceeeurirrverrreerenneersnnnn. 3
Figure S2. *C NMR spectrum (125 MHz, CD30D) of compound 1............ccccvurverrrerrerenernnnne. 4
Figure S3. gCOSY spectrum of compound L.......ccccevriiiniiiiiiriiiiinieenieesiee e s 5
Figure S4. gHSQC spectrum of compound L.......cccccevriiiniiiiiiniiiiinieerieesiee e s 6
Figure S5. gHMBC spectrum of compound L..........cccooeecviiiniinininienenieecne e 7
Figure S6a-g. 1D NOESY spectra of compound 1. ........cccoceeveerinirieniinenneneneeeseseeeesne s 8
Figure S7. HRESIMS spectrum of compound 1. .......ccccoeeeeerinirieninenereseeeesesreeeee e 15
Figure S8. "H NMR spectrum (400 MHz, CDCl3) of compound 2. ..........c.cccevevrverrieuerneerennnnn. 16
Figure S9. *C NMR spectrum (125 MHz, CDCl3) of compound 2............ceoovvuerevevereerrerennnnns 17
Figure S10. gCOSY spectrum of COMPOUNG 2.......cueeriuiiiiieerieeiiieenieenieesieessieeesreesseseessveesnes 18
Figure S11. gHSQC spectrum of compound 2.........cccccevireenininieninineesene e e 19
Figure S12. gHMBC spectrum of compound 2..........ccccovieeeninenieeneneneeseseeeesresre e 20
Figure S13a-f. 1D NOESY spectra of compound 2. .........ccccevireerenineeieneneeieseseeeesieseeenes 21
Figure S14. HRESIMS spectrum of compound 2. .........coceeveeririrsienenenrieneneeiesesieeeeseeseeenees 27
Figure S15. '"H NMR spectrum (500 MHz, CDCl3) of compound 3..........ccevveuereveveveererennnnns 28
Figure S16. *C NMR spectrum (125 MHz, CDCls) of compound 3..........ccccoevreuerrerrrerernennns 29
Figure S17. gCOSY spectrum of compound 3.........ccccovivirienininiininneeseneeeeesre e e 30
Figure S18. gHSQC spectrum of compound 3.........ccccoiririenininieeneneeeeese e e 31
Figure S19. gHMBC spectrum of compound 3..........ccceviiienininieneneniese et 32
Figure S20a-e. 1D NOESY spectra of compound 3..........ccceviririinininseneneeiese e 33
Figure S21. HRESIMS spectrum of compound 3. .........cooceirvieeiiieeniieenieenieeeneeesreesieesseeiee s 38



8T
6T
SE'T
8€'T
6€'T

=

o' T
oF'T
T
wT
€T

€T

b

P H/
W'~
Ly'T

8T
88'C
06C
06'C

[4x4
[4x4 V.

15°€
18°€
(AR
i

0L€
0L€
e

€5°€
bS'E
bS'E
SS'€

L1°9
LT1°9 V.

0€'9 —

8

10

2

HO

OH

HO

14

15

Feee |

66'C
T

Feso |

Fsot

Forr |

Foot

¢80

590

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 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 T T T
70 68 66 64 62 6.0 58 56 54 52 50 48 46 44 42 40 38 36 34 32 3.0 28 26 24 22 20 1.0 08 0.6

T

T

T

T

T

T

1.2

1.6

1.8

1.4

Figure S1. "H NMR spectrum (500 MHz, CD;0D) of compound 1.
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Figure S2. *C NMR spectrum (125 MHz, CD;0D) of compound 1.
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Figure S3. gCOSY spectrum of compound 1.
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Figure S4. gHSQC spectrum of compound 1.
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Figure S5. gHMBC spectrum of compound 1.
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Figure S6a. 1D NOESY spectrum of compound 1.
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Figure S6b. 1D NOESY spectrum of compound 1.
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Figure S6c. 1D NOESY spectrum of compound 1.
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Figure S6d. 1D NOESY spectrum of compound 1.
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Figure S6e. 1D NOESY spectrum of compound 1.
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Figure S6f. 1D NOESY spectrum of compound 1.
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Figure S6g. 1D NOESY difference spectrum of compound 1.



Single Mass Analysis

Tolerance = 5.0 mDa / DBE: min =-1.5, max = 50.0
Element prediction: Off

Number of isotope peaks used for i-FIT = 3

Monoisotopic Mass, Even Electron lons

76 formula(e) evaluated with 2 results within limits (up to 50 best isotopic matches for each mass)
Elements Used:

C:0-500 H:0-1000 ©O:0-200 Na:0-1

CDI-80-P8 26 (0.489)

1. TOF MS ES+
7.20e+004

100- 150.1101

%m

172.0924 207.0099
118.083¢ 129.0503 : 2470933 8
‘ 163.0364 '89'?8“ |2°° 0997 201312 | 265.1484 20724501 1434 307, 1525

e ""I”"I"”I"I.Iu"]""[”"I""lr”.l.'“ ||l¢t|‘tl|lt T l I LA S LARLI L I!I T ll'l‘ll I LA L ]lll IIII [II”'I"FU"II II e II l lI'II Il'll' IIIT Il'll"il ll‘l | LLAJ |l m

100 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 280 270 280 290 300 310
Minimum; -1.5
Maximum: 5.0 10.0 50.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf (%) Formula
247,0933 247.094¢6 -1.3 -5.3 4,5 323.1 0.316 72.93 Cl2 H16 04 Na

247.0970 -3.7 -15.0 7.5 324.1 1.307 27.07 Cl4 H15 04

Figure S7. HRESIMS spectrum of compound 1.
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Figure S8. '"H NMR spectrum (400 MHz, CDCls) of compound 2.
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Figure S9. C NMR spectrum (125 MHz, CDCl;) of compound 2.
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Figure S10. gCOSY spectrum of compound 2.
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Figure S11. gHSQC spectrum of compound 2.
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Figure S12. gHMBC spectrum of compound 2.
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Figure S13b. 1D NOESY spectrum of compound 2.
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Figure S13c. 1D NOESY spectrum of compound 2.
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Figure S13d. 1D NOESY spectrum of compound 2.
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Figure S13e. 1D NOESY spectrum of compound 2.
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Figure S13f. 1D NOESY spectrum of compound 2.
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Single Mass Analysis

Tolerance = 5.0 mDa / DBE: min = -1.5, max = 50.0

Element prediction: Off

Number of isotope peaks used for i-FIT =3

Monoisotopic Mass, Even Electron lons
83 formula(e) evaluated with 2 results within limits (up to 50 best isotopic matches for each mass)

Elements Used:

C:0-500 H:0-1000 O:0-200 Na: 0-1

CD2-80-P8 43 (0.803)

1: TOF MS ES+
9.29e+006

100+ 233.1523

%_

215.1411 273.1247161482 523.3035
o] 1280507 ) 335.1041 5232318 524.3073 586 2941 esaarig 7451 33 meser
"llI!I'IlllllIllll;lilill lilIl"l'illlllll.IIIllllllitilrlllxllllllll T I I I }I"ll T 1 -ol I
100 150 200 250 300 350 400 450 5 600 650 ?00 750 800
Minimum: -1.5
Maximum: 5.0 10.0 50.0
Mass Calc. Mass mDa PPM DBE i-FIT Noxrm Conf (%) Formula
273.1446 273.1467 -2.1 -7.7 4.5 685.4 0.150 86.07 Cl5 H22 03 Na
273.1491 -4.5 -16.5 7.5 687.2 1.971 13.93 Cl1l7 H21 03

Figure S14. HRESIMS spectrum of compound 2.
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Figure S15. "H NMR spectrum (500 MHz, CDCl;) of compound 3.
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Figure S16. *C NMR spectrum (125 MHz, CDCls) of compound 3.
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Figure S17. gCOSY spectrum of compound 3.
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Figure S18. gHSQC spectrum of compound 3.
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Figure S19. gHMBC spectrum of compound 3.
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Figure S20a. 1D NOESY spectrum of compound 3.
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Figure S20b. 1D NOESY spectrum of compound 3.
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Figure S20c. 1D NOESY spectrum of compound 3.
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Figure S20e. 1D NOESY spectrum of compound 3.
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Single Mass Analysis

Tolerance = 5.0 mDa / DBE: min = -1.5, max = 80.0
Element prediction: Off

Number of isotope peaks used for i-FIT = 3

Mass, Even Electron lons
36 formula(e) evaluated with 1 results within limits (up to 5 best isotopic matches for each mass)

Elements Used:
C:0-100 H:0-200 O:0-50
CD1-40-P8 288 (2.670)
1: TOF MS ES+
2.03e+006

1 233.1543 579 0044 660.2003 4.4052

%]I 150.1135 | 9 I' 378.0770 48427:17 610.2209 ' 781.38?3 92 T . 965.3751] _—

tllll'l!l[ll'l.'!" Iliilllil'll"il"'Il'lll'lli!llllT'll Illllllll " T R L A IIII'III!
100 200 300 400 500 600 700 800 900 1000

Minimum: -1.5
Maximum: 5.0 10.0 80.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf (%) Formula
233.1543 233.1542 0.1 0.4 5.5 1387.8 n/a n/a C1l5 H21 02

Figure S21. HRESIMS spectrum of compound 3.
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