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Environmental Sample SV-A

Precurser Scan - CE=40 V - SV-A (May 15)
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Base-peak chromatogram of the precursor ion scan for SV-A (CE=40 V).
RT= M
. Prod.! m/zc Identit Comments
(min) (Da) y
Unlikely to be a microcystin because of retention time in conjunction
106 135 7444 -  Unknown y y : J
with m/z.
1.09 265 563.8 -  Unknown Insufficient signal in MS/MS spectrum.
Unlikely to be a microcystin because of retention time in conjunction
126 135 4616 -  Unknown y 4 : )
with m/z.
Unlikely to be a microcystin because of retention time in conjunction
168 135 4849 -  Unknown y Y : J
with m/z.
Unlikely to be a microcystin because of retention time in conjunction
193 265 7335 - Unknown y y : J
with m/z.
Unlikely to be a microcystin because of retention time in conjunction
205 135 6450 -  Unknown y y J

with m/z.

¢ RT = Retention time on a Waters Acquity BEH-Cis UPLC column (2.1x50 mm; 1.7-um). » Product ion trace in which the precursor
ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-
charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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SV-A - Pos - MS2-563 - CE=30
ResMCs_170909_003 227 (1.082) Cm (224:230)

S2 of S36

Daughters of 564ES+

1004 514 5.00e5
151
113
180
113 239
B3| 152
217
145 564
153 202
185| 564|
404 sd
[34 315 366
219 go” 36! 416
393
458 564
276|292
382 61 584 16
242 330 443 77
‘ 553 600

0 ? ' ¢ ot ’ ? ‘\ y ) f T 7 ¥ ) ? u Y t * miz
100 200 300 400 500 600 700 800 900 1000 1100

MS/MS spectrum of the 563.8 ion at 1.09 min from SV-A (CE=30 V).
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Environmental Sample SV-B

Svalbard Parent Scan - SV-B

Base-peak chromatogram of the precursor ion scan for SV-B (CE=40 V).

RT- M
b c 1
(min) Prod. m/z (Da) Identity Comments
2.10 265 666.3 - Unknown Unlikely to be a microcystin because of

retention time in conjunction with m/z.

@ RT = Retention time on a Waters Acquity BEH-Cis UPLC column (2.1x50 mm; 1.7-pm). * Product ion trace in which the precursor
ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-
charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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Environmental Sample SV-C

Svalbard Parent Scan - SV-C
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Base-peak chromatogram of the precursor ion scan for SV-C (CE=40 V).

RT* M+
. Prod.  m/z Identit Comments
(min) z (Da) ¥
2.10 265 666.1 - Unknown  Unlikely to be a microcystin because of retention time in

conjunction with m/z.

@ RT = Retention time on a Waters Acquity BEH-Cis UPLC column (2.1x50 mm; 1.7-um). * Product ion trace in which the precursor
ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-
charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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Environmental Sample SV-D

Svalbard Parent Scan - SV-D
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Base-peak chromatogram of the precursor ion scan for SV-D (CE=40 V).
RT= 4 ]
. Prod.? m/z¢ Identity Comments
(min) (Da)
113 265 564 10516 [Asp®, ADMAdda’, MS/MS used to confirm identity. Thiol
' ' ’ Dhb’] MC-RR derivatisation confirmed presence of Dhb.
1.98 %5 5752 Unknown Unlikely to be a microcystin because of retention
' ’ time in conjunction with m/z.
1.99 135 575.2 Unknown Unlikely to be a microcystin because of retention
. . - \%% L. . . .
time in conjunction with m/z.
Unlikely to be a microcystin because of retention
2.04 265 575.2 - Unknown L. ) . .
time in conjunction with m/z.
211 135 5575 Unknown Unlikely to be a microcystin because of retention
. . - \%%
time in conjunction with m/z.
Unlikely to be a microcystin because of retention
2.15 135 557.7 - Unknown L. ) . .
time in conjunction with m/z.
250 25 8463 Unknown Unlikely to be a microcystin because of retention

time in conjunction with m/z.

@ RT = Retention time on a Waters Acquity BEH-C1s UPLC column (2.1x50 mm; 1.7-pm). * Product ion trace in which the precursor
ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-
charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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SV-D - MS2-526.4 - CE 25
SV-D - MS2-526 249 (1.138) Cm (242:259)
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MS/MS spectrum of the 526.4 [M+2H]? ion at 1.14 min from SV-D (CE=25-30 V).
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Environmental Sample SV-E

Precurser Scan - CE=40 V - CV-E (May 15)
ResMCs_150523_006
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2: Parents of 265ES+
BPI
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Base-peak chromatogram of the precursor ion scan for SV-E (CE=40 V).
RT= M .
(min) Prod  m/ze (Da) Identity Comments
Unlikely to be a microcystin because of retention time in conjunction
0.85 265  594.1 - Unknown .
with m/z.
Unlikely to be a microcystin because of retention time in conjunction
0.91 265  665.1 - Unknown .
with m/z.
Unlikely to be a microcystin because of retention time in conjunction
211 135 6662 -  Unknown y Y _ ]
with m/z.
Unlikely to be a microcystin because of retention time in conjunction
225 135 6663 -  Unknown y 4 \ J
with m/z.
Unlikely to be a microcystin because of retention time in conjunction
228 135 5590 -  Unknown y Y : ]
with m/z.
Unlikely to be a microcystin because of retention time in conjunction
2.31 265 6754 - Unknown .
with m/z.
Unlikely to be a microcystin because of retention time in conjunction
2.38 265  581.8 - Unknown .
with m/z.
Unlikely to be a microcystin because of retention time in conjunction
247 265 6507 -  Unknown y Y _ J
with m/z.
Unlikely to be a microcystin because of retention time in conjunction
255 135 5040 -  Unknown y 4 \ )
with m/z.
Unlikely to be a microcystin because of retention time in conjunction
255 265 9570 -  Unknown y Y o J

4 RT = Retention time on a Waters Acquity BEH-Cis UPLC column (2.1x50 mm; 1.7-um). ? Product ion trace in which the precursor
ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-
charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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Environmental Sample SV-02

ResMCs_160130_039
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Base-peak chromatogram of the precursor ion scan for SV-02 (CE=40 V).
RT= M .
. Prod.t  m/ze Identity Comments
(min) (Da)
Unlikely to be a microcystin because of retention time in conjunction
079 135 6360 - Unknown y 4 \ J
with m/z.
Unlikely to be a microcystin because of retention time in conjunction
110 135 8375 -  Unknown y y , J
with m/z.
Unlikely to be a microcystin because of retention time in conjunction
114 265 6157 -  Unknown y 4 ) ]
with m/z.
Unlikely to be a microcystin because of retention time in conjunction
235 265 7472 -  Unknown y y o J
with m/z.

@ RT = Retention time on a Waters Acquity BEH-Cis UPLC column (2.1x50 mm; 1.7-um). * Product ion trace in which the precursor

ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-

charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.



Toxins 2018, 10, 147; doi:10.3390/toxins10040147

Environmental Sample SV-08

ResMCs_160130_040
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Base-peak chromatogram of the precursor ion scan for SV-08 (CE=40 V).
RT= M+ .
(min) Prod.® m/ze (Da) Identity Comments
min a
Unlikely to be a microcystin because of retention time in conjunction
1.03 265  453.6 - Unknown

with m/z.

@ RT = Retention time on a Waters Acquity BEH-Cis UPLC column (2.1x50 mm; 1.7-um). * Product ion trace in which the precursor

ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-

charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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Environmental Sample SV-13
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2: Parents of 265ES+
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Base-peak chromatogram of the precursor ion scan for SV-13 (CE=40 V).
RT= I .
. Prod.? m/z¢ Identity Comments
(min) (Da)
Unlikely to be a microcystin because of retention time in
102 265 4527 -  Unknown y DCySn bec
conjunction with m/z.
Unlikely to be a microcystin because of retention time in
108 135 7015 -  Unknown y Ocyshn bee
conjunction with m/z.
Unlikely to be a microcystin because of retention time in
177 135 6307 -  Unknown y Y

conjunction with m/z.

@ RT = Retention time on a Waters Acquity BEH-C1s UPLC column (2.1x50 mm; 1.7-pm). * Product ion trace in which the precursor
ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-
charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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Environmental Sample SV-16

ResMCs_160130_042

S11 of S36

2: Parents of 265ES+
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Base-peak chromatogram of the precursor ion scan for SV-16 (CE=40 V).
RT= I .
. Prod.? m/zc Identity Comments
(min) (Da)
Unlikely to be a microcystin because of retention time in
099 135 7527 -  Unknown y ocystin bee
conjunction with m/z.
Unlikely to be a microcystin because of retention time in
124 135 6048 -  Unknown y DEySHR Be
conjunction with m/z.
Unlikely to be a microcystin because of retention time in
153 265 8639 -  Unknown y DYoL DeC
conjunction with m/z.
Unknown Unlikely to be a microcystin because of retention time in
1.76 265 827.2 - . . .
conjunction with m/z.
Unlikely to be a microcystin because of retention time in
188 265 8189 -  Unknown y DCySn bec
conjunction with m/z.
Unlikely to be a microcystin because of retention time in
202 265 8174 -  Unknown y Y

conjunction with m/z.

@ RT = Retention time on a Waters Acquity BEH-C1s UPLC column (2.1x50 mm; 1.7-pm). * Product ion trace in which the precursor
ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-

charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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512 of S36
Environmental Sample SV-17
ResMCs_160130_043 2: Parents of 265ES+
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Base-peak chromatogram of the precursor ion scan for SV-17 (CE=40 V).
RT- M: .
. Prod.? m/ze Identity Comments
(min) (Da)
131 265 757 5 i Unknown Unlikely to be a microcystin because of retention time in
conjunction with m/z.
1.31 135 1070.9 - Unknown Insufficient signal in MS/MS spectrum.
2.13 265 933.7 - Unknown

Insufficient signal in MS/MS spectrum.
@ RT = Retention time on a Waters Acquity BEH-C1s UPLC column (2.1x50 mm; 1.7-pm). * Product ion trace in which the precursor
ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-
charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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SV-17 - Pos - MS2-1070 - CE=40
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MS/MS spectrum of the 1070.9 ion at 1.13 min from SV-17 (CE=40 V).
SV-17 - Pos - MS2-933 - CE=40
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MS/MS spectrum of the 933.7 ion at 2.13 min from SV-17 (CE=40 V).
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S14 of S36

Environmental Sample SV-49
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Base-peak chromatogram of the precursor ion scan for SV-49 (CE=40 V).
RT= r .
. Prod.? m/ze Identity Comments
(min) (Da)
Unlikely to be a microcystin because of retention
110 135 8379 - Unknown y b 9 8 mICTOEyS R DeC
time in conjunction with m/z.
Unlikely to be a microcystin because of retention
131 265 5777 - Unknown y ¥obea microcysth bee
time in conjunction with m/z.
Asp?, ADMAdda3, MS/MS used to confirm identity. Thiol
139 265 10096 10085  LSP PV U \ Y
Dhb’] MC-LR derivatisation confirmed presence of Dhb.
Unlikely to be a microcystin because of retention
209 265 7098 - Unknown y tobe a microcystin bec
time in conjunction with m/z.
2.19 135 1012.9 - Unknown Insufficient signal in MS/MS spectrum.
Unlikely to be a microcystin because of retention
246 265 5976 - Unknown y y

time in conjunction with m/z.

@ RT = Retention time on a Waters Acquity BEH-C1s UPLC column (2.1x50 mm; 1.7-pm). * Product ion trace in which the precursor
ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-
charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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SV-49 - MS2-1009.6 - CE 45
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MS/MS spectrum of the 1009.6 [M+H]* ion at 1.39 min from SV-49 (CE=45 V).

SV-49 - Pos - MS2-1012 - CE=45
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Daughters of 1013ES+

1004 1013 3.93e5
& 202
506
159
247
183 309
604
N 588 647 859
227 201
109 141 2659 312 o 503 515 709 M oes Lot
353 715
- 527 551 g47 5 920 79101211014
335 45‘4 ‘ (757791 1165
0+ T — t T Y \ f 1 \‘ ' o T T ) U T ) T m/z
100 200 300 400 500 600 700 800 900 1000 1100

MS/MS spectrum of the 1012.9 ion at 2.19 min from SV-49 (CE=45 V).
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Environmental Sample SV-54
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Base-peak chromatogram of the precursor ion scan for SV-54 (CE=40 V).

RT= M
. Prod.t m/zc Identit Comments
(min) (Da) y
likel ; ; P 3 .
0.96 265 480.8 i Unknown Unlikely to be a mlcr.ocyst.m bec.ause of retention time in
conjunction with m/z.
likel . . ¢ . ..
1.04 265 4878 i Unknown Unlikely to be a mlcr.ocyst.m bec.ause of retention time in
conjunction with m/z.
110 135 8372 i Unknown Unlikely to be a mlcr9cyst}n bec.ause of retention time in
conjunction with m/z.
113 135 8822 i Unknown Unlikely to be a m1cr.ocyst'1n bec.ause of retention time in
conjunction with m/z.
216 265 6677 i Unknown Unlikely to be a micr.ocyst'in bec.ause of retention time in
conjunction with m/z.
230 265 586.4 i Unknown Unlikely to be a microcystin because of retention time in

conjunction with m/z.

@ RT = Retention time on a Waters Acquity BEH-C1s UPLC column (2.1x50 mm; 1.7-pum). * Product ion trace in which the precursor
ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-
charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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Environmental Sample SV-56

ResMCs_160130_046
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Base-peak chromatogram of the precursor ion scan for SV-56 (CE=40 V).
RT= I .
. Prod.? m/zc Identity Comments
(min) (Da)
Unlikely to be a microcystin because of retention time in
095 265 6289 -  Unknown y ocystin bee
conjunction with m/z.
Unlikely to be a microcystin because of retention time in
097 135 4879 -  Unknown y ocystn bea
conjunction with m/z.
Unlikely to be a microcystin because of retention time in
110 135 8372 -  Unknown y DYoL DeC
conjunction with m/z.
Unlikely to be a microcystin because of retention time in
182 135 7440 -  Unknown y ocystn bea
conjunction with m/z.
Unlikely to be a microcystin because of retention time in
223 135 7242 -  Unknown y DCySn bec
conjunction with m/z.
Unlikely to be a microcystin because of retention time in
228 265 5430 -  Unknown y Y

conjunction with m/z.

@ RT = Retention time on a Waters Acquity BEH-C1s UPLC column (2.1x50 mm; 1.7-pm). * Product ion trace in which the precursor
ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-
charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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Environmental Sample SV-74

Precurser Scan - CE=40 V - SV-74 (Sept 14)

S18 of S36
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Base-peak chromatogram of the precursor ion scan for SV-74 (CE=40 V).
RT Prod.t mj/z¢ " Identit Comments
. bom/z
(min) (Da) y
likel - - ‘ T
0.82 25 5988 ) Unknown Unlikely to be a mlcrf)cyst.m bec.ause of retention time in
conjunction with m/z.
likel . . ¢ C
0.99 135 4740 ) Unknown Unlikely to be a mlcrf)cyst.m bec'ause of retention time in
conjunction with m/z.
1.27 135 596.4 - Unknown MS/MS demonstrated this was not a MC.
192 135 9106 9095 MC-LA MS/MS used to confirm identity. Thiol derivatisation confirmed
presence of Mdha.
. . - nknown emonstrated this was not a .
2.20 135 968.3 Unk MS/MS d d thi MC
942 135 9482 i Unknown Unlikely to be a microcystin because of retention time in

conjunction with m/z.

@ RT = Retention time on a Waters Acquity BEH-Cis UPLC column (2.1x50 mm; 1.7-um). * Product ion trace in which the precursor

ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-

charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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SV-74 - MS2-596.4 - CE 25
SV-74 - MS2-596 310 (1.295) Cm (291:327)
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MS/MS spectrum of the 596.4 ion at 1.29 min from SV-74 (Sept 14; CE=25-30 V).

SV-74 - MS2-910.6 - CE 45
SV-74 - MS2-910 575 (1.974) Cm (568:582)
135

100,
i35
13
13
134 163
has
134
213
163
21;
213
& =3 2’
. 13
107 375
o7 155 213 375
107 s
154
201 | 218
1o
12¢] Ro1| 7
15 173 Roy 75
124 201
107 - 268
138 201z | 237 375
75
5 10502% 47 76
138
124 s 383 397 459
145
ol 1“]11.“‘\”\\||\|]“‘ LT 5 |
100 120 140 160 180 200 220 240 260 280 300 320 340 360 380 400 420 440 460 480 500 520 540 560 580 600 620 640 660 680

MS/MS spectrum of the 910.6 [M+H]* ion at 1.97 min from SV-74 (CE=35-45 V).
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Environmental Sample SV-75

Precurser Scan - CE=40 V - SV-75 (May 15)

ResMCs_150523_008
100

2: Parents of 265ES+
1.40 BPI
4.72e7

ResMCs_150523_008
1004
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1: Parents of 135ES+

Base-peak chromatogram of the precursor ion scan for SV-75 (CE=40 V).

RT* !
Prod.? ¢ I i
(min) rod m/z (Da) dentity Comments
[Asp’, ADMAdda®, MS/MS used to confirm identity. Thiol
114 265 5267 10516 Dhb’] MC-RR derivatisation confirmed presence of Dhb.
1.20 265 978.5 - Unknown MS/MS indicated it is not a microcystin.
[Asp’, ADMAdda®, MS/MS used to confirm identity. Thiol
1.4 1009.6  1008.

0 265 0096 1008.5 Dhb’] MC-LR derivatisation confirmed presence of Dhb.
1.60 135  1083.9 - Unknown MS/MS indicated it is not a microcystin.
1.67 135  1084.4 - Unknown MS/MS indicated it is not a microcystin.
1.68 265 10844 - Unknown MS/MS indicated it is not a microcystin.
2.05 265  1098.7 - Unknown MS/MS indicated it is not a microcystin.
2.05 135  1098.7 - Unknown MS/MS indicated it is not a microcystin.

@ RT = Retention time on a Waters Acquity BEH-Cis UPLC column (2.1x50 mm; 1.7-um). * Product ion trace in which the precursor
ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-

charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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SV-75 (May 15) - MS2-526.6 - CE 25

SV-75 - MS2-526b 250 (1.141) Cm (245:257) Daughters of 527ES+
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MS/MS spectrum of the 526.7 [M+2H]?* ion at 1.14 min from SV-75 (CE=25-30 V).
SV-75 (May 15) - MS2-978.5 - CE 45
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MS/MS spectrum of the 978.5 ion at 1.20 min from SV-75 (CE=45 V).
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SV-75 (May 15) - MS2-1009.6 - CE 45
ResMCs_150530_023 347 (1.389) Cm (342:361)
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MS/MS spectrum of the 1009.6 [M+H]* ion at 1.40 min from SV-75 (CE=45 V).

SV-75 (May 15) - MS2-1083.6 - CE 45
ResMCs_150530_024 429 (1.599) Cm (420:440)
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MS/MS spectrum of the 1083.9 ion at 1.60 min from SV-75 (CE=45 V).
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SV-75 (May 15) - MS2-1084.5 - CE 45

ResMCs_150530_025 455 (1.666) Cm (449:464) Daughters of 1085ES+
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MS/MS spectrum of the 1084.4 ion at 1.68 min from SV-75 (CE=45 V).

SV-75 (May 15) - MS2-1098.6 - CE 45
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MS/MS spectrum of the 1098.7 ion at 2.05 min from SV-75 (CE=45 V).
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Environmental Sample SV-80

Precurser Scan - CE=40 V - SV-80 25/1/15 (May 15)
ResMCs_150523_010

1004

524 of S36

2: Parents of 265ES+
BPI
9.15e7
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BPI
6.06e7

Base-peak chromatogram of the precursor ion scan for SV-80 (CE=40 V).

RT=

M:4

Prod.t c Identit Co ts
(min) m/z (Da) entity mmen
0.90 135 514.6 10275 [Asp?, Ser’] MC-RR MS/MS confirmed the identity of the MC.
firm i ity. Thiol
098 135 5054 10095  [Asp’, Dha’] MC-RR MS/MS used to confirm identity. Thio
derivatisation confirmed presence of Dha.
526.6/ [Asp®, ADMAdda’®, MS/MS used to confirm identity. Thiol
113 135265 1052.5 1051.6 Dhb’] MC-RR derivatisation confirmed presence of Dhb.
1.23 135 550.2 - Unknown Tandem MS indicated that it was not a MC.
[Asp®, ADMAdda’®, . . .
1.35 265 1027.7 1026.5 Thi"] MC-LR MS/MS confirmed the identity of the MC.
505.4/ [Asp®, ADMAdda’®, MS/MS used to confirm identity. Thiol
139 135/265 1009.6 1008.5 Dhb’] MC-LR derivatisation confirmed presence of Dhb.
1.56  135/265 1114.6 - Unknown Tandem MS indicated that it was not a MC.

@ RT = Retention time on a Waters Acquity BEH-Cis UPLC column (2.1x50 mm; 1.7-um). * Product ion trace in which the precursor
ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-
charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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SV-80 (25/01/15) - MS2-514.6 - CE 25

SV-80 - MS2-514 155 (0.897) Cm (153:162) Daughters of 515ES+
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MS/MS spectrum of the 514.6 [M+2H]?* ion at 0.90 min from SV-80 (CE=25-30 V).
SV-80 (25/01/15) - MS2-505.4 - CE 25
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MS/MS spectrum of the m/z 505.4 [M+2H]?*  ion at 0.98 min from SV-80 (CE=25-30 V).
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SV-80 (25/01/15) - MS2-526.6 - CE 25
SV-80 - MS2-526 247 (1.133) Cm (241:261)
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MS/MS spectrum of the m/z 526.6 [M+2H]?*  ion at 1.13 min from SV-80 (CE=25-30 V).

SV-80 (25/01/15) - MS2-1052.5 - CE 45
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MS/MS spectrum of the m/z 1052.5 [M+H]* ion at 1.13 min from SV-80 (CE=45 V).
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SV-80 (25/01/15) - MS2-550.2 - CE 25
SV-80 - MS2-550 285 (1.230) Cm (274:297)
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MS/MS spectrum of the m/z 550.2 ion at 1.23 min from SV-80 (CE=25-30 V).

SV-80 (25/01/15) - MS2-1027.7 - CE 45
ResMCs_150822_023 323 (1.328) Cm (318:337)
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MS/MS spectrum of the m/z 1027.7 [M+H]* ion at 1.35 min from SV-80 (CE=45 V).
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SV-80 (25/01/15) - MS2-505.4 - CE 25
SV-80 - MS2-505 341 (1.374) Cm (336:362)
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spectrum of the m/z 505.4 [M+2H]? ion at 1.39 min from SV-80 (CE=25-30 V).

SV-80 (25/01/15) - MS2-1009.6 - CE 45
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MS/MS spectrum of the m/z 1009.6 [M+H] * ion at 1.39 min from SV-80 (CE=45 V).
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SV-80 (25/01/15) - MS2-1114.6 - CE 45
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MS/MS spectrum of the m/z 1114.6 ion at 1.56 min from SV-80 (CE=45 V).
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Environmental Sample SV-81
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Base-peak chromatogram of the precursor ion scan for SV-81 (CE=40 V).

a d
(II:EH) Prod.? m/ze (1\];[;) Identity Comments
103 265 733.2 ) Unknown Unlikely to be a microcystin because of retention
time in conjunction with m/z.
107 25 8013 ) Unknown Unlikely to be a microcystin because of retention
time in conjunction with m/z.
[Asp®, ADMAdda®, MS/MS used to confirm identity. Thiol
140 265 10097 10085 Dhb’] MC-LR derivatisation confirmed presence of Dhb.
Unlikely to be a microcystin because of retention
1.98 265 6743 ) Unknown time in conjunction with m/z.
230 135 819.6 ) Unknown Unlikely to be a microcystin because of retention
time in conjunction with m/z.
239 265 551.9 ) Unknown Unlikely to be a microcystin because of retention

time in conjunction with m/z.

@ RT = Retention time on a Waters Acquity BEH-C1s UPLC column (2.1x50 mm; 1.7-pm). * Product ion trace in which the precursor
ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-
charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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SV-81 - Pos - MS2-1008 - CE=45

ResMCs_170909_011 353 (1.404) Cm (347:365) Daughters of 1009ES+
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MS/MS spectrum of the m/z 1009.7 [M+H] * ion at 1.40 min from SV-81 (CE=45 V).
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Environmental Sample SV-83

Precurser Scan - CE=40 V - SV-83 (May 15)

ResMCs_150523 012 2: Parents of 265ES+
1.40 BPI
1007 7.82¢6
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Base-peak chromatogram of the precursor ion scan for SV-83 (CE=40 V).

RT= M+
b c i
(min) Prod. m/z (Da) Identity Comments
likel - - P T
0.82 265 5893 ) Unknown Unlikely to be a mlcr.ocyst.m bec.ause of retention time in
conjunction with m/z.
1.04 265 831 ) Unknown Unlikely to be a mlcr.ocyst.m bec_ause of retention time in
conjunction with m/z.
likel . . ¢ C
1.05 135 8251 ) Unknown Unlikely to be a microcystin because of retention time in

conjunction with m/z.
[Asp®, ADMAdda®, Dhb7] MS/MS used to confirm identity. Thiol derivatisation
MC-RR confirmed presence of Dhb.
Unlikely to be a microcystin because of retention time in

114 135265 5266 10515

1.20 265 978.5 - Unknown . . .
conjunction with m/z.

MS/MS indicates it is a microcystin. Thiol derivatisation
confirmed presence of Dhb.

1.33 265 995.3 - Unknown Insufficient signal in MS/MS spectrum.

[Asp?>, ADMAdda®, Dhb’] MS/MS used to confirm identity. Thiol derivatisation

1.21 265 1053.3 1052 Unknown microcystin

1.40 265 1009.8 1008.5

MC-LR confirmed presence of Dhb.
1.60 135 8093 ) Unknown Unlikely to be a mlcrs)cyst}n bec'ause of retention time in
conjunction with m/z.
1.61 265 1043.5 - Unknown Tandem MS indicates it is not a microcystin.
1.61 265 1025.2 - Unknown Tandem MS indicates it is not a microcystin.
1.68 265 1084.6 - Unknown Tandem MS indicates it is not a microcystin.
1.85 25 814.9 ) Unknown Unlikely to be a microcystin because of retention time in

conjunction with m/z.

@ RT = Retention time on a Waters Acquity BEH-C1s UPLC column (2.1x50 mm; 1.7-pm). * Product ion trace in which the precursor
ion was identified (m/z 135 for Adda-containing compounds or m/z 265 for ADMAdda-containing compounds). ¢ m/z = Mass-to-
charge ratio of precursor ion. ¢ Mr = Molecular weight of the identified precursor ion.
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SV-83 (May 15) - MS2-526.6 - CE 25
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SV-83 (May 15) - MS2-1053.3 - CE 45
ResMCs_150822_028 272 (1.197) Cm (268:287)

1150

MS/MS spectrum of the m/z 526.4 [M+2H]?** ion at 1.14 min from SV-83 (CE=25-30 V).
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MS/MS spectrum of the m/z 1053.3 [M+H]* ion at 1.21 min from SV-83 (CE=45 V).
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SV-83 (May 15) - MS2-995.3 - CE 45
ResMCs_150822_029 322 (1.325) Cm (313:324)
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MS/MS spectrum of the m/z 995.5 ion at 1.33 min from SV-83 (CE=45 V).

SV-83 (May 15) - MS2-1009.6 - CE 45
ResMCs_150822_030 344 (1.382) Cm (339:357)
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MS/MS spectrum of the m/z 1009.6 [M+H]* ion at 1.40 min from SV-83 (CE=45 V).
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SV-83 (May 15) - MS2-1025.2 - CE 45
ResMCs_150822_031 426 (1.592) Cm (420:442)
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MS/MS spectrum of the m/z 1025.2 ion at 1.61 min from SV-83 (CE=45 V).

SV-83 (May 15) - MS2-1043.5 - CE 45
ResMCs_150822_032 426 (1.592) Cm (417:443)
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MS/MS spectrum of the m/z 1043.5 ion at 1.61 min from SV-83 (CE=45 V).
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SV-83 - Pos - MS2-1084 - CE=45
ResMCs_170909_013 428 (1.597) Cm (417:438)
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MS/MS spectrum of the m/z 1084.6 ion at 1.68 min from SV-83 (CE=45 V).
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