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S1. General Experimental Procedures

Optical rotations were recorded on a Perkin-Elmer 341 polarimeter (Villebon-sur-Yvette, France).
IR spectra were recorded on a FT-IR Shimadzu 8400 S spectrometer (Noisiel, France). UV spectra
were recorded on a UVIKON 930 spectrometer (Kontron, France). Mass spectra were recorded on an
API Q-STAR PULSAR I of Applied Biosystems (Concord, ON, Canada). NMR spectra were obtained
on either a Bruker Avance 400 or 600 spectrometer (Wissenburg, France) using standard pulse
sequences. The acquisition of HMBC spectra was optimized for either 7 or 8.3 Hz. Column
chromatography (CC) purifications were performed using silica gel (200~400 mesh; Merck,
Darmstadt, Germany) and Sephadex LH-20 (Amersham Pharmacia, Uppsala, Sweden). Fractions were
analyzed by TLC using aluminum-backed sheets (Silica gel 60 F254) and visualized under UV
(254 nm) and Lieberman spray reagent. Preparative TLC used glass plate coated with silica gel 60
F254, 0.25 mm thick (Merck, Darmstadt, Germany). Flash chromatography was carried out on Buchi
C-615 pump system (Rungis, France). Analytical and semi-preparative reverse-phase (Gemini
C6-phenyl, Luna RP18 and HILIC, Phenomenex, Le Pecq, France) columns were performed with an
Alliance HPLC apparatus (model 2695, Waters, Saint-Quentin en Yvelines, France), equipped with a
photodiode array detector (model 2998, Waters), an evaporative light-scattering detector (model Sedex
80, Sedere, Alforville, France), and the Empower software.
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Figure S1.H NMR spectrum of Xestoadociaquinone A (1a) and B (1b) in CD30D (600 MHz).
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Figure S2. DEPT NMR spectrum of Xestoadociaquinone A (1a) and B (1b) in CD3OD (150 MHz).
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Figure S3. H-'H COSY spectrum of Xestoadociaquinone A (1a) and B (1b) in CD30D (600 MHz).
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¢urrent Data Parameters

Figure S4. HSQC spectrum of Xestoadociaquinone A (1a) and B (1b) in CDsOD (600 MHz).
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current Data Paramsters
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Figure S5. HMBC spectrum of Xestoadociaquinone A (1a) and B (1b) in CDsOD (600 MHz).
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Figure S6. NOESY spectrum of Xestoadociaquinone A (1a) and B (1b) in CDsOD (600 MHz).
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Figure S7. *H NMR spectrum of 14-carboxy-xestoquinol sulfate (2) in DMSO-ds (600 MHz).
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Figure S8. H-'H COSY spectrum of 14-carboxy-xestoquinol sulfate (2) in DMSO-ds (600 MHz).
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Figure S9. DEPT spectrum of 14-carboxy-xestoquinol sulfate (2) in DMSO-ds (150 MHz).
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Figure S10. HSQC spectrum of 14-carboxy-xestoquinol sulfate (2) in DMSO-ds (600 MHz).
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Current Data Paramsters

NEME DE120416-N9%9-BUS
EXENO 4
PROCNO 1

F2Z - Bequisition Paramsters

Date_ Z0130416
Time 22,41
INSTRUM spect
A i PPM  eroBED 5 mm cereI 1E-

PULPEGG  hmbeetgplind

D
SOLVENT DME0

swH 6313.131 He
F FIDRES 2.082584 Hz
AQ 0.1622016 sec
- - - . BG 2050
- - - 20 oW 78,200 usee
DE 10,00 usee
- - + TE 288.0 K
.- L) i g £ CNETS 120,0000000
- - CNSTT 170.9000000
CNST13 8.0000000
- CNSTZ0 0.5981137
~ 40 Do 0.,00000200 se¢
1.50000000 sec
0.06250000 see
0.00020000 sec
0.,00001440 sec

= CHANNEL £1
600.1928472 MHz

60

14.40 uses
7.00000000 W

80 .

sroz 1509337424 MHz
WUz 130
P32 11.00 usec
P24 2000,00 usee
PLWZ 103,00000000 W
100 SPMAM[7] crpéocemp .4
SPORLT 0.500
SPOFFE7 0 Hz
SEWT 19.04198982 W

= GRADIENT CHAMNEL

GPMEM[1] SM2010.100

120 GENEM[2] SMSQ10.,100

GENEM[4] SMSGL0.100

GENEM[5] SMEQ10.100

GPNRM[ 6] SMSQ10.100

B GPZL 80,00 %
L] . . GPZ3 14,00 %
* — 1 40 GPZ4 -E.00 %
cPzS —4.00 %
GPLG -2.00 %

Fl6 1600.,00 ussc

Fl - Bequisition parameters
™ 512

L ]
- o
[ ]
.
.
nul
[
LI
-
L)
-
—
HOoog
goar
-
e
E=N-4
.
z
g
8

- . a 160 gFO1 1509227 MHz
FIDRES §7.816841 Hz
Y 230.049 ppm
L [ - © [ FaMODE Echo-Rntiecho
- + FZ - Processing paramsters
~180 81 1024
sF §00.1900068 MHz
oW QSINE
L $5B z
LB o Hz
GB o
— 200 B 1.40
Fl - Processing paramsters
sI 1024
r Moz echo-antischo
SF 150.9179812 MHz
oW QSINE
L L e L B B L I B Py 5
LE o Hz

T
4 3 2 1 0 ppm = e

Figure 11. HMBC spectrum of 14-carboxy-xestoquinol sulfate (2) in DMSO-ds (600 MHz).



Mar. Drugs 2015, 13 S14

Current Data Parameters
MAME D2130416-N99-BUS
EXPNC 3
PROCNO 1
F2 - Acguisition Parameters
l J Date 20130416
= A ! ) PPM e 16.23
! F INSTRUM spect
! E PROBHD & mm CPTCI 1H-
‘ . — 0 PULPROG noeayJgpphpp
F TD 2048
L SOLVENT DMSO
F NS 16
F D& 16
P F SWH 6313.131 Hz
. 1 FTDRES 3.082584 Hz
- r AQ 0.1622016 sec
b F RS 32
F DW 79.200 usec
E DE 10,00 usec
'_2 TE 298.0 K
L Do 0.00007003 sec
[ ol 2,00000000 gec
el - D8 0.50000000 sec
F D1l 0.03000000 sec
F clz 0.00002000 gec
F3 D16 0.00020000 sec
b iy INO 0.00015840 sec
F ======== CHANNEL fl ========
F SFOL 600,1928472 MHz
'_4 NUCL 1H
r Pl 7.20 usec
r B2 14.40 usec
F P17 2500,00 usec
E PLW1 7.00000000 W
[ PLW10O 0.53630003 W
1 -5
r ====== GRADIENT CHANNEL =====
= s GPNAM[1] $M8010.100
E GPZl 40.00 %
[ P16 1000.00 usec
£ 6 Fl - Acguisition parameters
F D
E SFOL 600.1928 MHz
[ FIDRES 12.330335 Hz
r SW 10.519 ppm
=7 FnMoDE States-TPPI
E F2 - Processing parameters
F ST 1024
3 r SF 600.1900083 MHz
'_8 WDW QSINE
E 8B 2
L LB 0 Hz
i F GB Q
£ PC 1.00
_—9 Fl - Processing parameters
F ST 1024
- . F MC2 States-TEPI
’ o r SF 600.1900083 MHZ
. E WD QSINE
r S5B z
R D D D A DL D R I LB 0 Hz
9 8 7 6 5 4 3 2 1 0 ppm °

Figure S12. NOESY spectrum of 14-carboxy-xestoquinol sulfate (2) in DMSO-ds (600 MHz).



Mar. Drugs 2015, 13 S15

o) O WO D O M Y W) H W0 [SpRaN) [XNeN] O oW Ly =
O sty o™ \O =~ I~ — O O = O [l NI~y O W ™
\O oY O O oY O [~ ™~ O \O O O O oY O ™ WA\ N N O Ly =1
[oo] [ e A Regie e ) 1 1) 1) W1 oo o/ ™ NN NN —
N N N (VA N AR VAR VAR
NAME DAl40702-MLK-N99223-30CRIST
EXPNC 1
PROCNO 1
F2 - Acquisition Parameters
Date_ 20140702
Time 14.14
INSTRUM spect
PROBHD 5 mm CPTCI 1H—
PULPROG zg30
D 655386
SOLVENT DMSO
Jugs 64
Ds 2
ok ner e [ [ ey are opn SWH 6313.131 Hz
3 il 2l 4 FIDRES 0.036331 Hz
AQ 5.1804511 sec
RG 10
oW 7%.200 usec
DE 10.00 usec
TE 298.0 K
Dl 1.00000000 sec
TDO 1
======== CHANNEL fl ====;
sFol 600.1328472 MHz
NUCL 1H
Fl 7.20 usec
PLW1 7.00000000 W
F2 — Processing parameters
SI 65536
‘ 5F 600.1900108 MHz
WDW EM
) (" LI WA L o
LB 0.30 Hz
GB 0
T I T I T T T T I T I T T T T T T I T PC 1.00

95 90 85 80 75 70 65 60 55 50 45 40 35 25 20 15 1.0 ppm

g o By @ 4 e

Figure S13. *H NMR spectrum of Xestoadociaminal A (3a) in DMSO-ds (150 MHz).
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Figure S14. DEPT NMR spectrum of Xestoadociaminal A (3a) in DMSO-ds (150 MHz).
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Figure S15. *H-'H COSY spectrum of Xestoadociaminal A (3a) in DMSO-ds (600 MHz).
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Figure S16. HSQC spectrum of Xestoadociaminal A (3a) in DMSO-ds (600 MHZz).
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Figure S17. HMBC spectrum of Xestoadociaminal A (3a) in DMSO-ds (600 MHZz).
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Figure S18. NOESY spectrum of Xestoadociaminal A (3a) in DMSO-ds (600 MHz).
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Figure S19. *H NMR spectrum of the mixture of Xestoadociaminals A (3a) and B (3c) in DMSO-ds (600 MHz).
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Figure S20. DEPT NMR spectrum of the mixture of Xestoadociaminals A (3a) and B (3c) in DMSO-ds (150 MHz).
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'H-H COSY spectrum of the mixture of Xestoadociaminals A (3a) and B (3c) in DMSO-ds (600 MHz).
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Figure S22. HSQC spectrum of the mixture of Xestoadociaminals A (3a) and B (3c) in DMSO-ds (600 MHz).
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Figure S23. HMBC spectrum of the mixture of Xestoadociaminals A (3a) and B (3c) in DMSO-ds (600 MHz).
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Figure S24. NOESY spectrum of the mixture of Xestoadociaminals A (3a) and B (3c) in DMSO-ds (600 MHz).



Mar. Drugs 2015, 13 S27

DY = O Oy WO [eRRe Ly = N[~ — Q0 —

W oS N Oy 0 N O o w oW N — ()]

—HHH O OO~ [NoRV) o MmN H @D NO [T}

o e . R e e e e e . . . . . . . - . . Current Data Parameters

o 0o o~ M~~~ A0 O WO O L Wy Mmoo Mmoo NN [QVeN i NAME DA140611-ATL-N99R23-24
EXFNCG 1

VNSV VoSV T o 1
F2 - Roguisition Parameters
Date_ 20140611
Time 13.57
INSTRUM spect
PROBHD 5 mm CPTCI 1H-
PULPROG zg30
TD 63536
SOLVENT DMEO
NS 64
DS 2
SWH 56%9.088 Hz
FIDRES 0.0869%961 Hz
AQ 5.7496520 sec
RG El
DW 87.733 usec
DE 10.00 usec
TE 2983.0 K
Dl 1.00000000 gec
TDO 1
======== CHANNEL fl ========
SFOl 600.1%25648 MHz
NUC1 1H
Pl 7.20 usec
PLW1 7.00000000 W
F2 - Processing parameters
51 65536
SF 600.1%00107 MHz
WDW EM
SSB o]
LB 0.30 Hz
GB o]

LAY/, 0 U\ . N

R U U L I R IR
8. 8. 7.5 7. 6.5 6. 5. 5. 45 4.0 3. 3.0 2 20 1.5 ppm

) BE A g eEEE B (e

Figure S25. *H NMR spectrum of the mixture of Xestoadociaminals C (4a) and D (4c) in DMSO-ds (600 MHz).
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Figure S26. DEPT spectrum of the mixture of Xestoadociaminals C (4a) and D (4c) in DMSO-ds (150 MHz).
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Figure S27. *H-'H COSY spectrum of the mixture of Xestoadociaminals C (4a) and D (4c) in DMSO-ds (600 MHz).
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Figure S28. HSQC spectrum of the mixture of Xestoadociaminals C (4a) and D (4c) in DMSO-ds (600 MHz).
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Figure S29. HMBC spectrum of the mixture of Xestoadociaminals C (4a) and D (4c) in DMSO-ds (600 MHz).
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Figure S30. NOESY spectrum of the mixture of Xestoadociaminals C (4a) and D (4c) in DMSO-ds (600 MHz).
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