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In situ Haliclona sp. photo

S0. Observed data for known compounds.

Osirisyne A (4): amorphous solid, *H and 3C NMR data see Supporting Information; HRESIMS m/z
811.4996 [M - H]  (calcd for C47H710117, 811.5002).

Osirisyne B (5): amorphous solid, *H and 3C NMR data see Supporting Information; HRESIMS m/z
795.5049 [M - H]" (calcd for C47H710107, 795.5053).

Osirisyne E (6): amorphous solid, *H and 3C data see Supporting Information; HRESIMS m/z 795.5059
[M - H]" (calcd for C47H710107, 795.5053).



Figure S1: HRESIMS spectrum for osirisyne G (1)
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Figure S2: 'H NMR (600 MHz, CDs0D) spectrum for osirisyne G (1)
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Figure S3: H-1H COSY NMR (600 MHz) spectrum for osirisyne G (1)
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Figure S4: H-13C HSQC NMR (600 MHz) spectrum for osirisyne G (1)
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Figure S5: H-13C HMBC NMR (600 MHz) spectrum for osirisyne G (1)
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Figure S6: HRESIMS spectrum for osirisyne H (2)
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Figure S7: ESI*-MS/MS (S7.a.) and ESI-MS/MS (S7.b.) spectra of osirisyne H (2) with outlines of dissociation of the precursor ion.

S7.a
- 8745
245 692 542 7453775 830
| 4,0 | HO
v v
674 812
1,0
¥
- 794

~x
-x D
5422 g E 2
e = b 0w 2
o < o aog
E ‘ 5 e éﬁ“ﬂﬂﬂﬂ
e B S ———————— RO S R ) \lwcll".‘l
60 80 100 T0 140 10 M0 200 Z0 240 X0 ZR0 300 30 M0 60 330 400 420 40 460 430 SO0 520 50 S50 W0 G600 G0 640 0660 G0 JOO J0 740 760 JR0 800 X0 340 360 330




S7.b.

- 8115
hd -CO, 681 741 767
! HO! HO!  HO T8TS
Y Y ¥ ¥
o 85 663 723 749
L e, o o, 1oy
Y
67 99 39 645 705
*| :7H20
¥
541
:-H,o
¥
523
-+
= 2
2 -
- -t g
: - e Bt CED wgen
§ _83%| sV ERE
s g A U el A bl M ML i sn.“m\u nh'mn'n&-“u‘n‘dn“ﬁn"n‘n'ﬁul‘ﬁu‘m\n'm X0 B0 800 83D 500




Figure S8: Dissociation mechanisms of the fragmentation of osirisyne H (2) in ESI*-MS/MS with the mass m/z of the different fragments.
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Figure S9: 'H NMR (600 MHz, CD50D) spectrum for osirisyne H (2)
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Figure $10: 'H-'H COSY NMR (600 MHz) spectrum for osirisyne H (2)
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Figure S11: 1H-13C HSQC NMR (600 MHz) spectrum for osirisyne H (2)
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Figure $12: 1H-13C HMBC NMR (600 MHz) spectrum for osirisyne H (2)
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Figure $13: 'H-13C HSQC-TOCSY NMR (600 MHz) spectrum for osirisyne H (2)

HSQC-TOCSY d9=40ms etedgpsisp2.4 - LCSNSA-Pierre-Eric-MAY13-99-F9-SF9
Ref. spectropole 19A17
600MHz Cryosonde TCI - tube 2mm - CD30D - 300K

{2.05;
e

goei@

PERT RS X

/
/|
O U T S W N ._»_.#l—jUL_LJ&_p .«)M [

224.‘&6}\ {14024

A g Pl

-2
.

e .

A

21 20

T
19 1

T T T
817 16 1
2 (ppm)

fL (ppm)

150

70 6.5 6.0 55 5.0 4.5 4.0

3.0 25

20 15 1.0

0.0

f1 (ppm})

18



Figure S14: HRESIMS spectrum for osirisyne | (3)
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Figure S15: ESI*-MS/MS (S13.a.) and ESI-MS/MS (S13.b.) spectra of osirisyne I (3) with outlines of dissociation of the precursor ion.
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Figure S16: Dissociation mechanisms of the fragmentation of osirisyne | (3) in ESI*-MS/MS (14.a.) and ESI-MS/MS (14.b.) with the mass m/z of the different

fragments.
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Figure S17: IRTF spectrum for osirisyne | (3)
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Figure S18: 'H NMR (600 MHz, CD30D) spectrum for osirisyne | (3)
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Figure S19: 13C NMR (600 MHz, CD50D) spectrum for osirisyne | (3)
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Figure S20: 'H-'H COSY NMR (600 MHz) spectrum for osirisyne | (3)
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Figure $21: 1H-13C HSQC NMR (600 MHz) spectrum for osirisyne | (3)
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Figure $22: 1H-13C HMBC NMR (600 MHz) spectrum for osirisyne | (3)
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Figure $23: 'H-'H NOESY NMR (600 MHz) spectrum for osirisyne | (3)
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Figure S24: 'H-13C TOCSY-HSQC NMR (600 MHz) spectrum for osirisyne | (3)
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Figure S25: HRESIMS spectrum for osirisyne A (4)
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Figure S26: ESI*-MS/MS (S22.a.) and ESI-MS/MS (S22.b.) spectra of osirisyne A (4) with outlines of dissociation of the precursor ion.
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Figure S27: 'H NMR (600 MHz, CD30D) spectrum for osirisyne A (4)
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Figure S28: 13C NMR (600 MHz, CD;0D) spectrum for osirisyne A (4)
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Figure $29: HRESIMS spectrum for osirisyne B (4)
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Figure S30: ESI*-MS/MS (S25.a.) and ESI'-MS/MS (S25.b.) spectra of osirisyne B (5) with outlines of dissociation of the precursor ion.
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Figure S31: 'H NMR (600 MHz, CD30D) spectrum for osirisyne B (5)
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Figure $32: 13C NMR (600 MHz, CD30D) spectrum for osirisyne B (5)
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Figure $33: 'H-'H TOCSY NMR (600 MHz) spectrum for osirisyne B (5)
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Figure S34: HRESIMS spectrum for osirisyne E (6)

Pierre-Eric_May13-99-F9-SF9_Mex1_neg 20 (0.494) AM2 (Ar,18000.0,0.00,0.00); Cm (1:20) 1: TOF MS ES-
795.5059 oo
100
o{’,
S N T ‘w‘\‘”wmuu”u‘\”‘v‘_u” O

600 650 700 750 800 850 900 950 1000 1050



Figure S35: ESI*-MS/MS (S28.a.) and ESI'-MS/MS (S28.b.) spectra of osirisyne E (6) with outlines of dissociation of the precursor ion.
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Figure $36: 'H NMR (600 MHz, CD30D) spectrum for osirisyne E (6)
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Figure $37: 13C NMR (600 MHz, CD;0D) spectrum for osirisyne E (6)
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