Supplementary Information

Figure S1. Analytical HPLC coupled to high resolution electrospray ionization mass
spectrometer and diode array detector (HPLC/HRESI-MS-DAD) chromatograms for crude
samples of dakaramine. The figure shows two peaks (I and Il) with the same UV profile but
separated by a column retention time of about 7 minutes. Solvents used for the gradient elution
process were A (99.9% H,0:0.1% HCOOH) and B (99.9% CH30H:0.1% HCOOH). The
gradient is set to start at 100% A and 0% B at 0 minutes to 0% A and 100% B after 30 minutes at
a flow rate of 1.0 mL/min in a Sunfire C18 column (4.6 x 150 mm, Waters).

Figure S2. HPLC/HRESI-MS-DAD shows peaks | and 11 to have the same [M+H]".

Figure S3. HPLC/HRESI- MS-DAD data shows peaks | and Il with same fragmentation pattern.
Figure S4. Structures/substructures derived for some of the fragments in Figure S3 using
ChemDraw Ultra.

Figure S5. Semi-preparative HPLC runs for crude dakaramine fractions shows it is possible for
the two peaks | and Il constantly seen in analytical mode (0.1% HCOOH) to separate out or
combine to form one peak. Gradients of H,O:MeOH (100% H,O to 100% MeOH in 30 minutes
and hold for 15 minutes) were used as eluents with flow rate set at 1.5 mL/min on a Sunfire prep
C18 column (10 x 250 mm, Waters).

Figure S6. 'H NMR spectrum of crude fraction containing dakaramine.

Figure S7. *C NMR spectrum of crude fraction containing dakaramine.

Figure S8. *H NMR spectrum of pure dakaramine (1).

Figure S9. *C NMR spectrum of pure dakaramine (1).

Figure S10. gHSQCAD NMR spectrum of pure dakaramine (1).

Figure S11. *H-'H gCOSY NMR spectrum of pure dakaramine (1).

Figure S12. HMBCAD NMR spectrum of pure dakaramine (1).

Figure S13. *H NMR spectrum of pure 1-hydroxypropan-2-yl acetate (2).

Figure S14. *C NMR spectrum of pure 1-hydroxypropan-2-yl acetate (2).

Figure S15. gHSQCAD NMR spectrum of pure 1-hydroxypropan-2-yl acetate (2).

Figure S16. 'H-'H gCOSY NMR spectrum of pure 1-hydroxypropan-2-yl acetate (2).

Figure S17. HMBCAD NMR spectrum of pure 1-hydroxypropan-2-yl acetate (2).



Figure S1. Analytical HPLC coupled to high resolution electrospray ionization
mass spectrometer and diode array detector (HPLC/HRESI-MS-DAD)
chromatograms for crude samples of dakaramine. The figure shows two peaks (I
and I1) with the same UV profile but separated by a column retention time of about
7 minutes. Solvents used for the gradient elution process were A (99.9% H,0:0.1%
HCOOH) and B (99.9% CH3;0H:0.1% HCOOH). The gradient is set to start at
100% A and 0% B at 0 minutes to 0% A and 100% B after 30 minutes at a flow

rate of 1.0 mL/min in a Sunfire C18 column (4.6 x 150 mm, Waters).
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Figure S2. HPLC/HRESI-MS-DAD shows peaks | and Il to have the same

[M+H]".

.
Analvtical mode
RT: 0.00 - 3002
. 224 I NL: 2.29E7
4 Base Peak m/z=
1 502 50-503 50 F
o 80— II FTMS + p ESI Full
2 ] ms
5 7 100 00-2000 00]
B EEC L
£ 0 MS W22
i ]
2 40
g ]
& _ 7 23.20
20 1189 14.51 R
B 1146 18 — 2852
Joms 177 301 396 602 649 7.63 9.75 f/L‘ 1646 1pag 2072 2281 2449 2584 2697 2712
L I B B By e | L I N sy o S B e B B S B By B | U B s ey I S B B s e
1] 2 4 H g 10 12 14 16 1@ 20 22 24 26 28 30
Time (min)
WOZ#GES RT: BS99 AV 1 NL 132E7
F: FTMS +p ESI Full ms (100 00-2000.00]
503.0041
[M + H]* of TI
Z 8000000
2 1148.0231 252 noss
2 6000000 .
400000
] 457 9464
2000000 327.0077
OZLJ‘L“L]‘L“LI ‘fl"“‘ ) ,55],””‘95 ‘ I?es‘.saa‘a 9152202 : 1099.‘0620‘ — 13?90779 ‘1462 5227 15§g.aleua‘ 1726 0121 : 1678 2710 |
200 400 600 800 1000 1200 1400 1800 1800 2000
miz
W22 #142 RT: 2,24 AV 1 NL 2 29E7
F: FTMS +p ESI Full ms [100.00-2000.00]
sso [M + H]* of 1
20000000
15000000
5 ] 262 0056
< ]
£ 100000004
= 4 1490229
000000 279.1584 157 9459
E 3771074 \
ot bl b, L 5610093 £63.3042 BOB.ADIE 3776449 1034 9345 11937369 14213004 1555 8624 1764 5922 1876 1436
R B e L e e i A L o I b o e m e e e e A M ANAs i
200 400 600 800 1000 1200 1400 1600 1800
mz




Figure S3. HPLC/HRESI-MS-DAD data shows peaks | and Il with same

fragmentation pattern.
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Figure S4. Structures/sub-structures derived for some of the fragments in Figure

S3 using ChemDraw Ultra.
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Figure S5. Semi-preparative HPLC runs for crude dakaramine fractions shows it is
possible for the two peaks | and Il constantly seen in analytical mode (0.1%
HCOOH) to separate out or combine to form one peak. Gradients of H,O:MeOH
(100% H,0 to 100% MeOH in 30 minutes and hold for 15 minutes) were used as

eluents with flow rate set at 1.5 mL/min on a Sunfire prep C18 column (10 x 250

mm, Waters).

Semi-preparative HPLC of dakaramine
oo crude fraction after first injection

L
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oo ] Semi-preparative HPLC of dakaramine
crude fraction for subsequent injections




Figure S6. "H NMR spectrum of crude fraction containing dakaramine.
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Figure S7. ®*C NMR spectrum of crude fraction containing dakaramine.
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Figure S8. *H NMR spectrum of pure dakaramine (1).
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Figure S9. **C NMR spectrum of pure dakaramine (1).
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Figure S10. gHSQCAD NMR spectrum of pure dakaramine (1).
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Figure S11. '*H-'H gCOSY NMR spectrum of pure dakaramine (1).
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Figure S12. HMBCAD NMR spectrum of pure dakaramine (1).
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Figure S13. 'H NMR spectrum of pure 1-hydroxypropan-2-yl acetate (2).
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Figure S14.C NMR spectrum of pure 1-hydroxypropan-2-yl acetate (2).
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Figure S15. gHSQCAD NMR spectrum of pure 1-hydroxypropan-2-yl acetate (2).
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Figure S16. 'H-'"H gCOSY NMR spectrum of pure 1-hydroxypropan-2-yl acetate
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Figure S17. HMBCAD NMR spectrum of pure 1-hydroxypropan-2-yl acetate (2).
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