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Figure S1. UHPLC/+ESI-QqTOF-MS/MS chromatograms of fractions 1-20. Base peak chromato-

gram

200.0000-1000.0000 +All MS (black); UV-Chromatogramm, 200-400 nm (red). A: Fraction (F)

1. B: F2. C: F3. D: F4. E: F5. F: F6. G: F7. H: F8. I: F9. J: F10. K: F11. L: F12. M: F13. N: F14. O: F15. P:
F16. Q: F17. R: F18. S: F19. T: F20.
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Figure S2. +ESI-QqTOF MS spectrum of compound 1 (O-tigloylcyclovirobuxeine-B [4,9]);
m/z 249.2091 [M+2H]? and 497.4083 [M+HJ".
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Figure S3. +ESI-QqTOF MS/MS spectrum of compound 1 (O-tigloylcyclovirobuxeine-B [4,9]). The
fragmentation pathway was already reported in [9].
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Figure S4. +ESI-QqTOF MS spectrum of compound 2; m/z 251.2117 [M+2H]?* and 501.4149
[M-+H]".
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Figure S5. +ESI-QqTOF MS/MS spectrum of compound 2.
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Figure S6. Possible fragmentation pathway of the [M + H]* ion of compound 2. (The postulated
position of the hydroxyl- and ester group is based on the already known structures of compound 1

and 4).
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Figure S7. +ESI-QqTOF MS spectrum of compound 3; 310.3130 [M+H]"*.
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Figure S8. +ESI-QqTOF MS/MS spectrum of compound 3.
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Figure S9. +ESI-QqTOF MS spectrum of compound 4 (cyclomicrophylline-A [4]); m/z 223.1988
[M+2H] and 445.3846 [M+H]".
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Figure 510. +ESI-QqTOF MS/MS spectrum of compound 4 (cyclomicrophylline-A [4]).
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Figure S11. Possible fragmentation pathway of the [M + H]* ion of compound 4 (cyclomicrophyl-

line-A).
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Figure S12. +ESI-QqTOF MS spectrum of compound 5; 370.3141 [M+H]"*.

125

o
=]

o
=]

N
o

~
3
s b b b v b b

o

129.0956

84.0750

110.0678

95.0788

'||||. .Inl.llu |Ill!|l L

169.1006
L bl il
bl LA L bt v,

MRM370 CPCF2_RA2_01_40655.d: +MS2(370.3007), 40.0eV, 3.358-3.817min #591-673

199.1043
227.1024

I l.l!l. . '.l..Jll.', L R OO ST O 35.4'129'04 2

100

150

200 250 300 350 mz

Figure S13. +ESI-QqTOF MS/MS spectrum of compound 5.
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Figure S14. +ESI-QqTOF MS spectrum of compound 6; m/z 242.2045 [M+2H]** and 483.3975
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Figure S15. +ESI-QqTOF MS/MS spectrum of compound 6 (detailed in Figure 516).
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Figure S16. Detailed +ESI-QqTOF MS/MS spectrum of compound 6.
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Figure S17. Possible fragmentation pathway of the [M + HJ* ion of compound 6 (O-tigloylcyclovirobuxeine-E or F; frag-

mentation exemplified for O-tigloylcyclovirobuxeine-E).
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Figure S18. +ESI-QqTOF MS spectrum of compound 7; m/z 151.6297 [M+2H]** and 302.2513
[M+H]".
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Figure S19. +ESI-QqTOF MS/MS spectrum of compound 7.
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Figure S20. +ESI-QqTOF MS spectrum of compound 8 (N-formylcyclovirobuxeine-B); m/z
222.1897 [M+2H]? and 443.3681 [M+HJ".

o
o

Intens. | MRM443 CPC F4w 1015 Inj._RE4_01_41816.d: +MS2(443.3615), 40.0eV, 0.950-1.192min #175-211
2000 4 443.3615
i L 2
1500
] 1
1000 - 398.3047

] X 1+
84.0791 1+ 380..2954

244.1684 337.2498 **
596, 252,291

211.1438 279.2081 307.242

100 150 200 250 300 350 400 :71/2

Figure S21. +ESI-QqTOF MS/MS spectrum of compound 8 (N-formylcyclovirobuxeine-B).
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Figure S22. Possible fragmentation pathway of the [M + H]* ion of compound 8 (N-formylcyclovi-

robuxeine-B).
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Figure S23. +ESI-QqTOF MS spectrum of compound 9; m/z 177.6643 [M+2H]** and 354.3179
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Figure S24. +ESI-QqTOF MS/MS spectrum of compound 9.
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Figure S25. +ESI-QqTOF MS spectrum of compound 10; m/z 193.1871 [M+2H]* and 385.3623
[M+HT".
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Figure S26. +ESI-QqTOF MS/MS spectrum of compound 10.
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[M+H]"
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calc.: 385.3583
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calc.: 323.2739
A: 10.2 ppm

Figure S27. Possible fragmentation pathway of the [M + H]* ion of compound 10.
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Figure S28. +ESI-QqTOF MS spectrum of compound 11 (cyclovirobuxeine-B [4]); m/z 208.1918
[M+2H]?* and 415.3714 [M+H]".
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Figure S29. +ESI-QqTOF MS/MS spectrum of compound 11 (cyclovirobuxeine-B [4]).
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m/z 384.3252
Ca6Ha2NO*
calc.: 384.3266
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Figure S30. Possible fragmentation pathway of the [M + H]* ion of compound 11 (cycloviro-

buxeine-B).



