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NMR Experimental

NMR spectra were acquired using a Bruker Avance Il NMR spectrometer equipped
with a 5-mm, inverse-configuration probe with triple-axis gradient capability at a field
strength of 14.1 T operating at 600.1 and 150.9 MHz for the *H and *3C nuclei, respectively,
in CD30D at 303 K. Pulse widths were calibrated following the described protocol [1]. The
chemical shifts of *H and *3C nuclei are reported relative to TMS (5= 0 ppm for both *H and
13C) using the solvent signals as secondary internal references (Scrpzop = 3.31 ppm for *H
and &psop = 49.05 ppm for *C). Chemical shifts for *3C nuclei were obtained indirectly from
2D spectra. General NMR experimental and acquisition details for 1D *H, selective NOESY
(zm, 0.3 and 0.5 s), selective ROESY (zm, 0.3 and 0.5 s), selective COSY (optimized for 3.5
and 10 Hz), and selective TOCSY (=, 15 and 60 ms) and standard, gradient-selected 2D
COSY, 'H{®C}-HSQC, *H{“C}-HSQC-edit, and 'H{**C}-HMBC spectra have been
previously described [2-5] for routine spectral assignment and structural analysis.
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S1: HPLC trace of Argaminolic A (1).
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S2: ESI-MS of Argaminolic A (1) in negative-ion mode.
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S3: HPLC trace of Argaminolic B (2).
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S4: ESI-MS of Argaminolic B (2) in negative-ion mode.
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S5: HPLC trace of Argaminolic C (3).
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S6: ESI-MS of Argaminolic C (3) in negative-ion mode.
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Analysis Infe

Analysis Name D:\Data'Miller G404 DKFZ\icr19273_000001.d Acquisition Date

3/2/2015 11:58:36 AM

Method ESI neg HPmix 200-1800 Instrument ICR Apex-Qe
Sample Name Argannoclic B Operator D.Lang
Comment Klika, Dr Aubry Miller G404 DKFZ: Argannolic B in MeOH

Acquisition Parameters

. Collision Gas Flow Rate 0.3 Lisec Capillary Entrance  3800.0 V
Accumulations 18 Collision Energy 0.0 eV Calibration Date ~ Thu Feb 18 11:25:10 2015
Broadband Low Mass  187.7 m/z Collision Cell RF 1100.0 V
Broadband High Mass  2200.0 m/z Q1 Resolution 8.0 ’
Data Acquisition Size 2097152 Q1 Mass 200.000 m/z

Intens. icr19273_000001.d: -MS
x108
278.06681
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Spectrum Display Report Bruker Compass DataAnalysis 4.0 printed: 3/2/2015 12:18:51 PM Page 1 of 1

Mass Spectrum Formula Report

Analysis Info
Analysis Name

Acquisition Date
D:\Data\Miller G404 DKFZ\icr19273_000001.d

3/2/2015 11:58:36 AM

Comment Klika, Dr Aubry Miller G404 DKFZ: Argannolic B in MeOH
Intens. | icr19273_000001.d: -MS
x108
278.06681
8,
6_
4_
264.05121 350.10101
248.96026
27 220.06141 292.08252
315.07204
327.92090 {
" F— lxll “l ll 'n | Jl.llu L L .ll[u]l ||'. IIL | .JIA .3.16699603
200 220 240 260 280 300 320 340 360 m/z
Meas. m/z  Formula m/z err[mDa] err[ppm] mSigma rdb N-Rule e Conf
278.06681 C13H12NO6 278.06701 0.2 0.7 15.6 8.5 ok even
C10H4N 11 278.06566 0.1 0.5 6140 145 ok even




S7: ESI-HRMS of Argaminolic B (2) in negative-ion mode.

Analysis Info
Analysis Name D:\Data'\Miller G404 DKFZ\ict19272_000001.d Acquisition Date 3/2/2015 11:35:06 AM
Method ESI neg HPmix 200-1800 Instrument ICR Apex-Qe
Sample Name Argannclic C QOperator D.Lang
Comment Klika, Dr Aubry Miller G404 DKFZ: Argannclic C in MeOH
Acqu'snw," Parameters Collision Gas Flow Rate 0.3 L/sec Capillary Entrance  3900.0 V
éccug;)ula;ol-ns M :ET 7mi Collision Energy 0.0eV Calibration Date Thu Feb 19 11:25:10 2015
roacbana Low Mass -/ miz Gollision Cell RF 1100.0 V
Broadband High Mass 2200.0 m/z o Rulesolution 6.0
Data Acquisition Size ~ 2097152 Q1 Mass 260'000 mz
Intens. ict19272_000001.d: -MS
x108
264.05121
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Spectrum Display Report Bruker Compass DataAnalysis 4.0 printed: 3/2/2015 11:39:03 AM Page 1 of 1

Mass Spectrum Formula Report

Analysis Info Acquisition Date 3/2/2015 11:35:06 AM
Analysis Name  D:\Data\Miller G404 DKFZ\ict19272_000001.d
Comment Klika, Dr Aubry Miller G404 DKFZ: Argannolic C in MeOH
Intens 264.05121 ict19272_000001.d: -MS
x106]
3_
2_
220.06141
1
372.09354
329.12411
286.03325 315.07209
399.53805

200 225 250 275 300 325 350 375 400 m/z
Meas. m/z  Formula m/z err[mDa] err[ppm] mSigma rdb N-Rule e Conf
264.05121 C12H1ONO6 264.05136 0.1 0.6 14.2 8.5 ok even
C11H4N8O 264.05136 0.1 0.5 174 140 ok odd
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S8: ESI-HRMS of Argaminolic C (3) in negative-ion mode.
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S9: 'H NMR spectrum of Argaminolic B (2).
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$10: *H NMR spectrum of Argaminolic B (2).
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S11: *H NMR spectrum of Argaminolic B (2).
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S12: COSY NMR spectrum of Argaminolic B (2).
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S13: COSY NMR spectrum of Argaminolic B (2).
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S14: COSY NMR spectrum of Argaminolic B (2).
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S15: HSQC NMR spectrum of Argaminolic B (2).
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S16: HSQC NMR spectrum of Argaminolic B (2).
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S17: HSQC NMR spectrum of Argaminolic B (2).
Argaminolic C, 2nd sample in CD300 at 303 K, proton
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$18: 'H NMR spectrum of Argaminolic C (3).
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$19: *H NMR spectrum of Argaminolic C (3).
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$20: *H NMR spectrum of Argaminolic C (3).
Argaminolic C, 2nd sample in CD300 at 303 K, proton
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S21: *H NMR spectrum of Argaminolic C (3).
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S22: COSY NMR spectrum of Argaminolic C (3).
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S23: COSY NMR spectrum of Argaminolic C (3).
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S24: COSY NMR spectrum of Argaminolic C (3).
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Argaminalic C, 2nd sample in CO30D at 303 K, cosy

S25: COSY NMR spectrum of Argaminolic C (3).
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S26: HSQC NMR spectrum of Argaminolic C (3).
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S27: HSQC NMR spectrum of Argaminolic C (3).
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S28: HSQC NMR spectrum of Argaminolic C (3).
Argan-160 (SC10F4) in CD30D at 303 K, hmod : : : ’g_ g
. . —
v * “
. PR
o “ sl [
' W
[] éi . [ -]
&
3
&
H
: h i e N L e
) . 1y o
g . L L
.l '
o} ] ! Le
1 2
T
! [ L~
L N _ o
P N ] ., B & T
R N |l
o 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 E
8 7 6 5 4 3 F2 [ppm

21



S29: HMBC NMR spectrum of Argaminolic B (2) and Argaminolic C (3).
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S30: HMBC NMR spectrum of Argaminolic B (2) and Argaminolic C (3).
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S31: HMBC NMR spectrum of Argaminolic B (2) and Argaminolic C (3).
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S32: HMBC NMR spectrum of Argaminolic B (2) and Argaminolic C (3).
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