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Figure S1. LC-MS/MS ion fragmentation spectrum of suggested anabaenopeptin A. The intensity of
the ion on the y-axis is given as counted ions per second (cps) and the mass-to-charge ratio (/z)
on the x-axis. The suggested fragmented ions are at the m/z values: 844 [M + H]J; 826 [M + H — H20];
816 [M + H - COJ; 798 [M + H - H20 — COJ; 759 [M + H — N-MeAla]; 741 [M + H — N-MeAla — H20];
681 [M + H - Tyr]; 667 [M + H — Htyr]; 663 [M + H - Tyr - H20]; 649 [M + H — Htyr — H20]; 637 [M +
H - (CO + Tyr)]; 568 [M + H — (Htyr + Val)]; 534 [M + H — (CO + Tyr) - N-MeAla — H2OJ; 405 [Lys +
Val + Htyr + HJ; 373 [Phe + Lys + Val — HJ; 362 [N-MeAla + Htyr + Val + HJ; 249 [Htyr + Val + H- COJ; 136
Tyr immonium ion; 120 Phe immonium ion; 114 [N-MeAla + CO + H]J; 84 Lys immonium ion.
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B +EP| (837.43) Charge (+0) CE (50) CES (20) FT (50): Exp 2, 9.431 min from Sample 18 (IDA_Woroni_06S067E002F006_40%MetOH) Max. 4.4 x10" cps.
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Figure S2. LC-MS/MS ion fragmentation spectrum of suggested anabaenopeptin B. The intensity of
the ion on the y-axis is given as counted ions per second (cps) and the mass-to-charge ratio (m/z)
on the x-axis. The suggested fragmented ions are at the m/z values: 837 [M + H]; 819 [M + H -
H:0J; 637 [M + H - (CO + Arg)]; 619 [M + H - (CO + Arg) — H20]; 609 [M + H - (CO + Arg) — COJ;
460 [M +H - (CO + Arg) — Htyr]; 387 [Lys + Val + Htyr + H - H20]; 373 [Phe + Lys + Val — H]; 231 [N-
MeAla + Phe — HJ; 201 [CO + Arg + HJ; 175 [Arg + 2H]; 112 Arg ion; 84 Lys immonium ion.
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B +EPI (751.81) Charge (+0) CE (50) CES (20) FT (50): Exp 2, 9.619 min from Sample 19 (IDA_Woroni_06S067E002F007_50%MetOH) Max. 5.9 x10’ cps.
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Figure S3. LC-MS/MS ion fragmentation spectrum of anabaenopeptin 752, a molecule tentatively
related to anabaenopeptin B and fragmented ions identified by their mass-to-charge ratios (m/z).
The intensity of the ion on the y-axis is given as counted ions per second (cps) and the mass-to-
charge ratio (m/z) on the x-axis. The suggested fragmented ions are at the m/z values: 752 [M + HJ;
734 [M+H - H0]; 724 [M +H - CO]J; 575 [M + H - Htyr]; 557 [M +H - Htyr - H20]; 552 [M +H -
(CO + Arg)]; 534 [M + H - (CO + Arg) - H20]; 547 [M + H - Htyr — COJ; 524 [M + H - (CO + Arg) —
COJ; 476 [Phe + Lys + (CO + Arg) + HJ; 347 [Phe + Lys + Val + H — CO]J; 231 [Val + Htyr + H - CO -
H20]; 201 [CO + Arg + HJ; 175 [Arg + 2H]; 112 Arg ion; 84 Lys immonium ion.
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B +EPI (637.21) Charge (+0) CE (50) CES (20) FT (50): Exp 2, 9.092 min from Sample 15 (Woronichinia_67_UV_IDA) of 20140304.wiff
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Figure S4. LC-MS/MS ion fragmentation spectrum of anabaenopeptin 637, the suggested ring part of

anabaenopeptin B and fragmented ions identified by their mass-to-charge ratios (i/z). The intensity of

the ion on the y-axis is given as counted ions per second (cps) and the mass-to-charge ratio (11/z) on the
x-axis. The suggested fragmented ions are at the m/z values: 637 [M + HJ; 619 [M + H — H20]; 609

[M + H - COJ; 552 [M + H - N-MeAla]; 534 [M + H — N-MeAla -

H:0]; 460 [N-MeAla + Phe + Lys +

Val + H]; 442 [N-MeAla + Phe + Lys + Val + H— H20]; 387 [Lys + Val + Htyr + H — H20]; 362 [N-MeAla +
Htyr + Val + HJ; 316 [N-MeAla + Htyr + Val + H — CO — H20]; 263 [N-MeAla + Htyr + HJ; 231 [N-MeAla

+ Phe -
immonium ion.

H]; 120 Phe immonium ion; 114 [N-MeAla + CO + H]J; 84 Lys immonium ion; 58 MeAla
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B +EPI (851.23) Charge (+1) CE (50) CES (20) FT (50): Exp 2, 9.765 min from Sample 20 (IDA_Woroni_06S067E002F008_60%MetOH) Max. 6.3 x10” cps.
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Figure S5. LC-MS/MS ion fragmentation spectrum of suggested anabaenopeptin F and
fragmented ions identified by their mass-to-charge ratios (m/z). The intensity of the ion on the y-
axis is given as counted ions per second (cps) and the mass-to-charge ratio (m/z) on the x-axis.
The suggested fragmented ions are at the m/z values: 851 [M + HJ; 833 [M + H - H0]; 766 [M + H
— N-MeAla]; 651 [M + H - (CO + Arg)]; 633 [M + H - (CO + Arg) — H20]; 623 [M + H - (CO + Arg) -
COJ; 474 [M + H - (CO + Arg) — Htyr]; 401 [Lys + Ile + Htyr + H - H20]; 376 [N-MeAla + Htyr + Ile + HJ;
361 [N-MeAla + Phe + Lys + HJ; 201 [CO + Arg + HJ; 175 [Arg + 2H]; 112 Arg ion; 84 Lys immonium ion.
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B +EP] (858.39) Charge (+1) CE (50) CES (20) FT (50): Exp 2, 10.352 min from Sample 18 (IDA_Woroni_06S067E002F006_40%MetOH) Max. 4.5 x10’ cps.
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Figure S6. LC-MS/MS ion fragmentation spectrum of suggested oscillamide Y, and fragmented

ions identified by their mass-to-charge ratios (1/z). The intensity of the ion on the y-axis is given as

counted ions per second (cps) and the mass-to-charge ratio (m/z) on the x-axis. The suggested
fragmented ions are at the m/z values: 858 [M + HJ; 840 [M + H - H20]; 830 [M + H - COJ; 755
[M + H - N-MeAla - H20]; 695 [M + H - Tyr]; 681 [M + H — Htyr[; 677 [M + H - Tyr - H20[; 651 [M + H
- (CO + Tyr)]; 568 [M + H — (Htyr + Ile)]; 550 [M + H — (Htyr + Ile) — H20]; 405 [M + H — Tyr — (Htyr +
Ile)]; 263 [N-MeAla + Htyr + H]; 150 Htyr immonium ion; 120 Phe immonium ion; 114 [N-MeAla +
CO + HJ; 84 Lys immonium ion.
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B +EPI (803.30) Charge (+1) CE (50) CES (20) FT (50): Exp 2, 9.521 min from Sample 20 (IDA_Woroni_06S067E002F008_60%MetOH) Max. 4.9 x10’ cps.
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Figure S7. LC-MS/MS ion fragmentation spectrum of the suggested anabaenopeptin 802 and

fragmented ions identified by their mass-to-charge ratios (11/z). The intensity of the ion on the y-axis

is given as counted ions per second (cps) and the mass-to-charge ratio (m/z) on the x-axis. The
suggested fragmented ions are at the m/z values: 803 [M + HJ; 785 [M + H — H20]; 603 [M + H —
(CO + Arg)]; 585 [M + H - (CO + Arg) — H20]; 500 [M + H — (CO + Arg) — N-MeAla - H20]; 426 [M + H -
(CO + Arg) — Htyr]; 387 [Lys + Val + Htyr + H — H20]; 362 [N-MeAla + Htyr + Val + HJ; 313 [Ile/Leu +
Lys +Val + H- COJ; 201 [CO + Arg + HJ; 175 [Arg + 2H]; 112 Arg ion; 84 Lys immonium ion.
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Max. 3.3 x10’ cps.
B +EPI (810.34) Charge (+1) CE (50) CES (20) FT (50): Exp 2, 10.085 to 10.112 min from Sample 17 (IDA_Woroni_06S067E002F005_30%MetOH)
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Figure S8. LC-MS/MS ion fragmentation spectrum of the suggested anabaenopeptin 809 and
fragmented ions identified by their mass-to-charge ratios (m/z). The intensity of the ion on the y-axis
is given as counted ions per second (cps) and the mass-to-charge ratio (/z) on the x-axis. The
suggested fragmented ions are at the m/z values: 810 [M + H]; 792 [M + H — H20]; 782 [M + H — COJ;
764 M + H-H2O - COJ; 647 [M +H - Tyr]; 633 [M + H — Htyr]; 629 [M + H - Tyr — H20]; 603 [M + H
—(CO + Tyr)]; 585 [M + H — (CO + Tyr) - H20]; 534 [M + H - Ile/Leu-Tyr]; 516 [M +H —Ile/Leu — Tyr
- H:0]; 488 [M + H —Ile/Leu — Tyr — H20 — COJ; 449 [M + H — Tyr — (N-MeAla + Ile/Leu)]; 431 [M + H -
Tyr — (N-MeAla + Ile/Leu) — H20]; 403 [Lys + Val + Htyr — HJ; 387 [Lys + Val + Htyr + H — H20]; 339
[Val + Lys + Ile/Leu — H]; 263 [N-MeAla + Htyr + HJ; 84 Lys immonium ion; 58 MeAla immonium ion.
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B +EPI (828.47) Charge (+1) CE (50) CES (20) FT (50): Exp 2, 10.801 min from Sample 18 (IDA_Woroni_06S067E002F006_40%MetOH) Max. 2.2 x10’ cps.
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Figure S9. LC-MS/MS ion fragmentation spectrum of the suggested anabaenopeptin 827 and
fragmented ions identified by their mass-to-charge ratios (11/z). The intensity of the ion on the y-axis
is given as counted ions per second (cps) and the mass-to-charge ratio (m/z) on the x-axis. The
suggested fragmented ions are at the m/z values: 828 [M + HJ; 810 [M + H — H20]; 800 [M + H — COJ;
725 [M + H — N-MeAla — H20]; 647 [M + H — Tyr — H20]; 621 [M + H — (CO + Tyr)]; 603 [M + H — (CO +
Tyr) — H20]; 534 [M + H — Tyr - N-MeAla - CO — H20]; 405 [M + H - Tyr — (Hph + Val)]; 387 [Lys + Val
+Hph - HJ; 373 [Phe + Lys + Val — H]; 320 [M + H — Tyr — (Val + Hph + N-MeAla)]; 247 [N-MeAla +
Hph + HJ; 231 [N-MeAla + Phe — H]; 120 Phe immonium ion; 84 Lysimmonium ion.
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B .q3: Exp 1, 10.086 to 10.168 min from Sample 21 (IDA_Woroni_06S067E002F009_70%MetOH) of 20140714.wiff Max. 7.8 x10° cps.
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Figure S10. LC-MS/MS ion fragmentation spectrum of a suggested cyanopeptolin-like compound
and fragmented ions identified by their mass-to-charge ratios (m/z). The intensity of the ion on the y-
axis is given as counted ions per second (cps) and the mass-to-charge ratio (m/z) on the x-axis. The
suggested fragmented ions are at the m/z values: 800 [the ring structure]; 521 [Lys + Ahp + Phe +
MeTyr - H2O — CO + HJ; 420 [Ahp + Phe + MeTyr — H20 + H]J.

B Tic: from Sample 16 (IDA_Woroni_06S067E002F004_20%MetOH) of 20140714.wiff (Turbo Spray) Max. 7.5 x10° cps.
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Figure S11. LC-MS/MS chromatogram of the 20% methanol fraction indicating the compound at /z
844. The intensity of the ion on the y-axis is given as counted ions per second (cps) and the time
(minutes) on the x-axis.
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B 1iC: from Sample 17 (IDA_Woroni_06S067E002F005_30%MetOH) of 20140714.wiff (Turbo Spray) Max. 1.7 *10" cps.
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Figure 512. LC-MS/MS chromatogram of the 30% methanol fraction indicating the compounds at m/z
810, 844 and 858. The intensity of the ion on the y-axis is given as counted ions per second (cps)

and the time (minutes) on the x-axis.

B TiC: from Sample 18 (IDA_Woroni_06S067E002F006_40%MetOH) of 20140714.wiff (Turbo Spray) Max. 1.1 x10" cps.
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Figure S13. LC-MS/MS chromatogram of the 40% methanol fraction indicating the compounds at m/z
803, 810, 828, 837, 844 and 858. The intensity of the ion on the y-axis is given as counted ions per

second (cps) and the time (minutes) on the x-axis.
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B 7C: from Sample 19 (IDA_Woroni_06S067E002F007_50%MetOH) of 20140714.wiff (Turbo Spray) Max. 1.3 x10" cps.
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Figure S14. LC-MS/MS chromatogram of the 50% methanol fraction indicating the compounds at m/z
752, 803, 837, 844 and 858. The intensity of the ion on the y-axis is given as counted ions per second
(cps) and the time (minutes) on the x-axis.
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Figure S15. LC-MS/MS chromatogram of the 60% methanol fraction indicating the compounds at m/z
752, 803, 837, 844 and 851. The intensity of the ion on the y-axis is given as counted ions per second
(cps) and the time (minutes) on the x-axis.
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B 1iC: from Sample 21 (IDA_Woroni_06S067E002F009_70%MetOH) of 20140714.wiff (Turbo Spray)
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Figure S16. LC-MS/MS chromatogram of the 70% methanol fraction indicating the compound at m/z
637 and a cyanopeptolin-like (CYP-like). The intensity of the ion on the y-axis is given as counted

ions per second (cps) and the time (minutes) on the x-axis.

B 7iC: from Sample 22 (IDA_Woroni_06S067E002F010_80%MetOH) of 20140714.wiff (Turbo Spray)
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Figure S17. LC-MS/MS chromatogram of the 80% methanol fraction indicating the compound at m/z
637. The intensity of the ion on the y-axis is given as counted ions per second (cps) and the time

(minutes) on the x-axis.
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B Tic: from Sample 23 (IDA_Woroni_065067E002F011_90%MetOH) of 20140714.wiff (Turbo Spray)
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Figure S18. LC-MS/MS chromatogram of the 90% methanol fraction indicating the compound at m/z
637. The intensity of the ion on the y-axis is given as counted ions per second (cps) and the time

(minutes) on the x-axis.

B 11C; from Sample 24 (IDA_Woroni_06S067E002F012_100%MetOH) of 20140714.wiff (Turbo Spray)
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Figure 519. LC-MS/MS chromatogram of the 100% methanol fraction indicating the compound at m/z
637. The intensity of the ion on the y-axis is given as counted ions per second (cps) and the time

(minutes) on the x-axis.



