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Figure S1. *H NMR spectrum of mbandakamine B; (3)
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Figure S2. *C NMR spectrum of mbandakamine B; (3)
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Figure S3.°C DEPT 135 NMR spectrum of mbandakamine B; (3
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Figure S4. *H-'H COSY spectrum of mbandakamine B; (3)
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Figure S5. 'H-'H ROESY spectrum of mbandakamine B3 (3)
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Figure S6. 'H-"*C HSQC spectrum of mbandakamine Bj (3).
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Figure S7. 'H-"*C HMBC spectrum of mbandakamine B3 (3).
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Mass Spectrum SmartFormula Report
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Figure S8. HRESIMS spectrum of mbandakamine Bs (3).
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21 370844 95.2063 22 3732.55 94,5595

Figure S9. IR spectrum of mbandakamine B; (3).
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Figure S10. ECD spectrum of mbandakamine B; (3)
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Figure S11: Oxidative degradation products of mbandakamine B; (3).
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Figure S12. *H NMR spectrum of mbandakamine B (4).

15



/8891 -
8v9'8l
G888l -
veC6l -
00L¢C-
8vL€C
c0e6C
GOveEe
GLOvE

LLOVY
€e0'6y

v oG- -
GLL'SS-
09195
L¥6°9S
ov0'LS
896'8G

8966
/186
8v8'v0L - |
0,0'80L |
6281l
86L VLI
GGGl
LE6°GLL -
G881 -
9/9'611
v26'zel
852'€2l
0sy'9zl
BLE LTl
LBS0EL -
159°ZEL -
S9LZEL .
296°€EL /-
LyL'9gL ]
PI6'9EL
p16'LEL -/

Ery6El -

16525 -
829'GSL |
199'GG1
¥89°951 -
290°/GL |
ZLLISL |
/818G
61851

OH

MeO

110

120

130

140

150

10 ppm

20

90

100

160

170

Figure S13. *C NMR spectrum of mbandakamine B, (4).
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Figure S15. *H-'H COSY spectrum of mbandakamine B, (4).
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Figure S16. *H-'H ROESY spectrum of mbandakamine B, (4).
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Figure S17. *H-3C HSQC spectrum of mbandakamine B, (4).

20



100
110

| | 130
E R 140

Pl _ " 120
E—
—

- 150

% . ; bt ot | E
__! —160

170

7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 ppm

Figure S18. 'H-*C HMBC spectrum of mbandakamine B, (4).

21



Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 12/8/2016 2:38:44 PM
Analysis Name D:\Data\Spektren2016\2016_3205_BRI.d
Method tune_wide.m Operator J.Adelmann
Sample Name 2016_3205_BRI Instrument micrOTOF-Q i 8228888.20516
Comment Mufusama Jean-Pierre

F6-2-2

8 pmol/ul in MeOH

Acquisition Parameter

Source Type Esl lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Not active Set Funnel 1 RF 200.0 Vpp Set Dry Heater 200 °C
Scan Begin 50 miz Set Funnel 2 RF 300.0 Vpp Set Dry Gas 4.0 limin
Scan End 4000 m/z Set Hexapole RF 400.0 Vpp Set Divert Valve Source

Intens. ] 2016_3205_BRI.d: +MS, 0.6-0.6min #36-3¢

x1067
2.07 400.2087
1-5j
1.0

799.3957
0.5: r

0.0 L 7 ————— ' . v : e ——
500 1000 1500 2000 2500 3000 3500 miz
lntenss. +MS, 0.6-0.6min #36-38|
x10
- 799.3957

41 800.3985

801.3981
79?}3756 7983775 /\___ 8023982
. ,

794 796 798 ' 800 802 804 806 808  miz

Figure S19. HRESIMS spectrum of mbandakamine B, (4).
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Figure S20. IR spectrum of mbandakamine B, (4).
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Figure S22: Oxidative degradation products of mbandakamine B, (4).
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Figure S24. *C NMR spectrum of ikelacongoline A (5a).
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Bruker Daltonics DataAnalysis 3.3

Analysis Info
Analysis Name

Mass Spectrum Molecular Formula Report

Acquisition Date

D:\Data\Spektren2017\2017_1120_BRl.d

12.04.2017 10:51:54

Method esi_tune_pos_wide.m Operator Administrator
Comment Jean-Pierre Mufusama Instrument micrOTOF 88
F1-1-3
4pmol/pl in Methanol
Acquisition Parameter Set Corrector Fill 48V
Source Type ESI lon Polarity Positive Set Pulsar Pull 804 V
Scan Range n/a Capillary Exit 180.0V Set Pulsar Push 807 V
Scan Begin 50 m/z Hexapole RF 280.0V Set Reflector 1700V
Scan End 3000 m/z Skimmer 1 50.0V Set Flight Tube 8600 V
Hexapole 1 230V Set Detector TOF 2300V
Intens +MS, 0.0-0. 1min #(3-5
x106] 408.21699
0.6
0.4
0.2
0.0 T L T ™ T T T T T T T T T T
200 400 600 800 1000 1200 1400 1600 1800 2000 miz
Intens. +MS, 0.0-0.1min #(3-5
x109 408.21699
a -
6 -
4-
409.21911
2 -
410.22168
T T T T T A T T T T T
407 408 409 410 411 412 413 m/z

Figure S30. HRESIMS spectrum of ikelacongoline A (5a).
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27 24
1211
40 1 | 1 | 1 |
4000 3000 2000 1000
Wavenumber [cm-1]
Results of Peak Find
No. Position Intensity No. Position Intensity
1 505.258 46.0563 2 516.829 45.7118
3 565.041 45.7908 4 669.178 47.5409
5 695.212 48.4206 6 722211 50.6981
7 780.065 57.4783 8 836.955 63.6077
9 1041.37 70.3784 10 1090.55 70.9039
1 1136.83 55.3656 12 120047 55.0365
13 126411 67.6507 14 1297.86 80.0462
15 1316.18 79.1392 16 13721 79.109
17 139235 78.2942 18 143382 73.6081
19 145599 73.4898 20 1489.74 71.7504
21 1523.49 77.9616 22 15852 62.4629
23 1603.52 63.0958 24 1672.95 60.2367
25  2015.25 92.3419 26 294284 78.2652
27 337289 59.6251 28 37258 95.365
MeO OMe

Figure S31. IR spectrum of ikelacongoline A (5a).
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Figure S32. ECD spectrum of ikelacongoline A (5a).
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Chromatogram 170620_84A2

TIC

895,945 J ff
1‘ Degradation of 5a
‘ (R)-ABA
‘ | (R)-N-Me-ABA
I s
3 B |‘ | ‘I‘LI‘ flll £ |
E S 8 I M= |
S 8 T 7 e —
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min
Chromatogram 170620_Std ) o -
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i
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Where: Ala = alanine; N-Me-Ala = N-methylalanine;
ABA = 3-aminobutyric acid; N-Me-ABA = N-methyl-3-aminobutyric acid

min

1%

Standard + degradation of 5a

134,715 l‘?
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Figure S33. Oxidative degradation

of ikelacongoline A (5a).

36




0€6'C -
GG6'€

80L Y -
8LLY

esy9
6129
9269
6€6'9

WL
€511

MeQ OMe

2.2 ppm

ppm

Ppm

6.6 ppm

|
6.8

|
7.0

BV W A N W

|

—€80E |

S6vZ |

2007 |
—0bzE |
—590°1

— 651 |

—_— " e

/G8LE |
= 186C

VLV'L |

—_— -

866°0

/ W00°L ¢
9L0°L |

—_000°}

— €970 |
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Figure S36. *C DEPT 135 NMR spectrum of ikelacongoline B (5b).
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Figure S37. *H-'H COSY spectrum of ikelacongoline B (5b).
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Figure $39. *H-3C HSQC spectrum of ikelacongoline B (5b).
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Bruker Daltonics DataAnalysis 3.3

Mass Spectrum Molecular Formula Report

Analysis Info Acquisition Date 09.11.2015 15:38:57
Analysis Name D:\Data\Spektren2015\2015_2256_BRI.d
Method esi_tune_pos_wide.m Operator Administrator
Comment Jean-Pierre Mufusama Instrument micrOTOF 88
LVH30+F2-2
4 pmol/ul in MeOH
Acquisition Parameter Set Corrector Fill 48V
Source Type ESI lon Polarity Positive Set Pulsar Pull 804 V
Scan Range n/a Capillary Exit 1800V Set Pulsar Push 807 V
Scan Begin 50 m/z Hexapole RF 2800V Set Reflector 1700V
Scan End 3500 m/z Skimmer 1 50.0V Set Flight Tube 8600V
- Hexapole 1 ) 230V Set Detector TOF 21_ 40V
Intens. +MS, 0.3-0.3min #(18-19)
ioh 408.21747
1.0
0.84
MeO OMe
0.6+
0.4
0.2
0.01— el il 82?..6954%3 1070.@5223' . . ‘ ‘ : : i i )
500 1000 1500 2000 2500 3000 m/z
lnlenss* +MS, 0.3-0.3min #(18-19
x10 408.21747
1.0
0.8
0.6+
04 409.22097
0.24
1 410.22344
0.0 T r T T T ——— T T T T R r . —
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Figure S41. HRESIMS spectrum of ikelacongoline B (5b).
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Wavenumber [cm-1]

Results of Peak Find

No.  Position Intensity No.  Position Intensity
1 519.722 74.2628 2 570.826 74.6781
3 613.252 74.0286 4 658.571 72.265
5 669.178 69.014 6 722211 67.5055
7 800.314 71.5006 8 836.955 69.3198
9 971.947 82.3419 10 1011.48 81.5273
1 1074.16 68.944 12 1091.51 62.9075
13 1136.83 51.0842 14 120047 50.4704
15  1238.08 70.6108 16 1273.75 67.3408
17 1315.21 73.6501 18  1371.14 72.8199
19 1431.89 72.2791 20 145599 75.2895
21 1584.24 55.3551 22 161798 70.2109
23 1671.98 51.3856 24 1985.36 94,7554
25 205285 94.8325 26 227463 92.7985
27 2701.78 88.2884 28 2838.7 87.5624
29 294091 85.8428 30 321958 83.315
31 3627.45 91.0775 32 3708.44 94.034
33 37258 92.7317

MeO OMe

Figure S42. IR spectrum of ikelacongoline B (5b).
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Wavelength [nm]
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7 2153 9.75589 8 2112 11.0706 9 1976 -6.71186

Figure S43. ECD spectrum of ikelacongoline B (5b)
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Chromatogram 151220_84A3

- - TIC
!351.369 2
Degradation of 5b
‘ (R)-ABA
1
il& g 3
“s o %I = l
T T T""f‘!‘r\w T _j'\- T f T Iriwrhl T AL W'Tﬂ‘l\'7 T | ki
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min
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79,448 i
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i n =T (S)-N-Me-ABA
I
| (s)-ABA n ‘
R-Ala  (9-Ala (. 1
(. ]l,
p |l lL / ll l ‘
e J A% JMJ—\:[L : — LM“ —
9.0 10'10‘ 11‘.0 12.0 ' 15.0 ' 14|.C[)‘ 1é.0 1é.0 17.0 ! ‘18l.0 19I.0 I 2&.0 I 211.0 . 21.¢
min
Where: Ala = alanine; N-Me-Ala = N-methylalanine;
ABA = 3-aminobutyric acid; N-Me-ABA = N-methyl-3-aminobutyric acid
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353
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Figure S44. Oxidative degradation of ikelacongoline B (5b).
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Figure S45. 'H NMR spectrum of ikelacongoline C (6).
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Figure S47. **C DEPT 135 NMR spectrum of ikelacongoline C (6).
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Figure S49. *H-'H NOESY spectrum of ikelacongoline C (6).
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Bruker Daltonics DataAnalysis 3.3

Analysis Info
Analysis Name

Mass Spectrum Molecular Formula Report

D:\Data\Spektren2016\2016_0950_BRI.d

Acquisition Date

26.04.2016 13:28:10

Method esi_tune_pos_wide.m Operator Administrator
Comment Jean-Pierre Mufusama Instrument micrOTOF 88
F5(F8)-1
4pmol/uL in MeQOH
Acquisition Parameter Set Corrector Fill 48V
Source Type ESI lon Polarity Positive Set Pulsar Pull 804 V
Scan Range nia Capillary Exit 180.0V Set Pulsar Push 807 v
Scan Begin 50 m/z Hexapole RF 280.0V Set Reflector 1700 vV
Scan End 3000 m/z Skimmer 1 500V Set Flight Tube 8600 V
Hexapole 1 230V Set Detector TOF 2200V
lntensg 422 23133 +MS, 0.3min #(17,
x10
4-
2-
0 l - T T T T T T
500 1000 1500 2000 2500 m/z
Intenss. 422 23133 +MS, 0.3min #(17
x109]
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Figure S52. HRESIMS spectrum of ikelacongoline C (6).
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3 669.178
5 800.314
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51.8232
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Figure S53. IR spectrum of ikelacongoline C (6).
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Figure S54a. ECD spectrum of ikelacongoline C (6).
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Where: Ala = alanine; N-Me-Ala = N-methylalanine;

min

ABA = 3-aminobutyric acid; N-Me-ABA = N-methyl-3-aminobutyric acid
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Figure S55: Oxidative degradation products of ikelacongoline C (6).




0LC°} -
18c’L

SvLL-
9L’V

208°C-
80€°C
8Ye'T
avyT
eLY'T

686°C - -
€0C’€

] YA
FRAA

Gle'e
Pe6’e ——
196°¢

929y
889y
6Y9'Y

v29°9
€619
9619
1869
1569

8L L
ZLLVL-

MeO OMe

Ppm

ppm

Me

MeO

.

ppm

Ul

- Ju@u@MJ

.

=" €Y |

= 160°¢ |

vov'y |

10Z'} |

—0P0°E |
V6L |

/ 8E6¢C |

656°C

— oL T |

— 0660 ¢
— €660

B €80} |
€80°} |

|f-/|

—— 000} |

Figure S56. 'H NMR spectrum of ikelacongoline D (7).

60



Me

MeO OMe
MeO

026 L) -
86661
160°¢C

|

W

¥80°€E

6LE LY —

|

uw' 'wulm

W

¢S0'99
b/'9G
cr6'9G -
L1665
veEL L9~

€82'66

c09'90L —
18601 -
LEOVLL
8GG LI
Pre8lL
816611

G00'9¢L —

LEVOEL
G69'vEL
9L6°LEL
280'8€l

80¢C'LGL -
LEGLGL
v.LE8GL
L18°8G1

VRO WO IS W A R

160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 ppm

170

Figure S57. *C NMR spectrum of ikelacongoline D (7).
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Figure S59. *H-'H COSY spectrum of ikelacongoline D (7).
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Figure S60. *H-*H NOESY spectrum of ikelacongoline D (7).
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Figure S61. *H-*C HSQC spectrum of ikelacongoline D (7).
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Figure $62. *H-**C HMBC spectrum of ikelacongoline D (7).
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Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 4/9/2018 2:06:28 PM
Analysis Name D:\Data\Spektren2018\2018_1337_BRI_F1-5-1-2-2_55_01_3741.d
Method automation_esi_tune_pos_low_ja_meoh.m Operator J.Adelmann
Sample Name 2018_1337_BRI_F1-5-1-2-2 Instrument micrOTOF-Q I 8228888.20516
Comment Mufusama Jean-Pierre
F1-5-1-2-2
4 pmol/uL in MeOH
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.7 Bar
Focus Not active Set Funnel 1 RF 100.0 Vpp Set Dry Heater 200 °C
Scan Begin 50 m/z Set Funnel 2 RF 200.0 Vpp Set Dry Gas 5.0 lfimin
Scan End 3500 m/z Set Hexapole RF 300.0 Vpp Set Divert Valve Source
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Figure S63. HRESIMS spectrum of ikelacongoline D (7).
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Wavenumber [cm-1]
Results of Peak Find
No.  Position Intensity No.  Position Intensity
1 505.258 67.5079 2 523.579 66.7024
3 544.792 67.0419 4 564.077 67.22
5 585.29 66.401 6 602.646 66.4568
7 650.858 65.1923 8 670.142 63.8637
9 695.212 66.9876 10 724.139 60.5846
11 740531 69.4776 12 767.53 71.0225
13 802242 61.6352 14 841776 64.8049
15 985.447 74.3105 16 1026.91 74.3752
17 1038.48 740103 18 1095.37 68.275
19 1136.83 55.9241 20 1204.33 54.579
21 1273.75 73.1355 22 136535 74,3948
23 1436.71 69.3872 24 1585.2 67.323
25  1673.91 54.68 26 1969.93 82.6605
27 2017.18 82.7754 28 22727 82.4303
29  2851.24 81.5686 30 2927.41 82.0204
31 34153 76.9678 32 373255 84,9425
MeO OMe

Figure S64. IR spectrum of ikelacongoline D (7).
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Wavelength [nm]

No. nm Mol. CD No. nm Mol. CD No. nm Mol. CD

1 3496 0.0547381 2 3293 0334 0.00318183 3 3099 -0.64

4 300.6 -0.7044 5 2852 0.894308 6 267.5 0.25068

7 2434 -11.1948 8 226.9 31.7576 9 2135 14.6553

10 199.9 -15.5336 11 192 -2.93846

Figure S65a. ECD spectrum of ikelacongoline D (7)
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S65b. Comparison of the ECD spectrum of ikelacongoline D (7) with that of the structurally related and likewise
M-configured 5,8'-coupled alkaloid ancistrocongoline C (8).
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S65c¢. Comparison of the ECD spectrum of ikelacongoline D (7) with that of the structurally related and likewise
M-configured 5,8'-coupled alkaloid ikelacongoline C (6).
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Figure S66. Oxidative degradation of ikelacongoline D (7).
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