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Fig. S1 A: passive sampler extract containing activated HP-20 resin. B: collected biofilm sample and C: benthic
cyanobacterial mats/biofilm observed in the French River (Tatamagouche, NS, Canada)
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Fig. S2 Stability of the prepared AETX calibration solution in argon-purged flame-sealed ampoules over 28 days at a
range of storage temperatures (-20 °C, 4 °C, 23 °C, and 40 °C) where error bars are standard deviations between
replicate ampoules at each testing condition and the dashed red line represents the range of responses within two
standard deviations of the control average (average of analyzed samples stored at -80 °C)
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Fig. S3 Extracted ion chromatograms of *C,-ATX (2) and Phe (32) corresponding to gradients ranging from 2 — 11
% of mobile phase B with A: a flowrate of 0.2 mL/min over 20 minutes, B: a flowrate of 0.3 mL/min over 15 minutes,
C: aflowrate of 0.4 mL/min for 12 minutes, and D: a flowrate of 0.5 mL/min over 10 minutes. The resolution between

peaks in each panel was determined to be 3.7, 2.3, 1.9, and 1.4 for panels A — D, respectively
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Fig S4 Extracted ion chromatograms of CRM solutions for ATX (1), CYN (10), hATX (6), MC-RR (16), MC-LR
(13), NOD-R (17), [Dha’]MC-LR (14), and MC-LA (22), [Leu]MC-LY (21), as well as the reference material
developed for AETX (31), where guantitative transitions are shown in blue and qualitative transitions are red
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Fig. S5 LC-MS/MS analysis of isomers of cis-H.ATX (3a) and trans-H,ATX (3b) in a commercial standard (A, C,
D) and 10-OH-ATX (4a and 4b) formed through the reaction between ATX and NaBHs (B, E, F) showing the
fragmentation spectra of each chromatographic peak where C and D were obtained from the peaks in A at 3.3 and 4.5
minutes respectively and E and F were obtained from peaks in B at 3.3 and 5.3 minutes, respectively
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Fig. S6 Concentration dependance of analyte response (peak area/concentration) for ATXs, AETX, and CYN where
error bars represent the standard deviation of replicate analysis at each concentration. Linear range for each analyte is
the range of concentrations that fall within two standard deviations of the mean concentration dependance of analyte
response for all detected levels of each analyte (dashed lines)
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Fig. S7 Concentration dependance of analyte response (peak area/concentration) for MCs and NOD-R where error
bars represent the standard deviation of replicate analysis at each concentration. Linear range for each analyte is the
range of concentrations that fall within two standard deviations of the mean concentration dependance of analyte
response for all detected levels of each analyte (dashed lines)



