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Table 1 HPLC and MS analytical conditions for UK-C18

HPLC
Instrument

Column

Mobile phase

Flow

Gradient

Oven temp.
Injection vol.

Sample

Agilent1200 series
Binary Pump (61312B)
MicroDegasser (61379B)
High Performance Autosampler (61367E)
Column Compartment (61316C)

Unison UK-C18
(4.6x 150mm, 3um)

A;0.2% HCOOH ag.

B; CHsOH

0.2 ml/min
min B% ml/min
0.00 5.0 0.200
20.00 65.0 0.200
23.00 98.0 0.200
28.00 98.0 0.200
28.10 98.0 1.500
31.00 98.0 1500
32.00 5.0 1500
42.00 5.0 1500
42.10 5.0 0.200

Stop time 43min

40°C
50, 75, 100pl

STD: 2, 4, 10, 20. 40, 100, 200 ng/ml
Sample: Tap Water+2ppb spiked

Ms
Instrument
Mass range
Polarity
Tonization
Nebulizer
Drying gas
Drygas temp.
Sheath temp.
Sheath flow
Fragmentor

MRM

Agilent 6460

30 ~500 (m/z)
Negative
ESI(Jet Stream)
Nz (50 psi)

N (10L/min)
250 °C

275 °C

N (6L/min)

50V

MCAA
Precursor m/z 93
Product m/z 35
Collision 4eV

DCAA
Precursor m/z 127
Product m/z 83
Collision 4eV

TCAA
Precursor m/z 161
Product m/z 117
Collision 4eV
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-ESI MRM Frag=50.0V CID@4.0 (93.0 -> 35.0) UK2ppb_2.d
x10 2 | Noise (PeakToPeak) = 3.06; SNR (17.5min) = 8.8
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-ESI MRM Frag=50.0V CID@4.0 (127.0 -> 83.0) UK2ppb_2.d
x10 2 | Noise (PeakToPeak) = 1.04; SNR (18.0min) = 374.4

» M w%%%

W ‘
o5 o |

6,
5,
DCAA 99

4 RT //

N Peak height

2,

1

O,

| | | | | |
1 2 3 4 5 6 7 8 9 10 11 12 13 14 15 16 17 18 19 20 21 22 23 24 25 26 27
Counts vs. Acquisition Time (min)

-ESI MRM Frag=50.0V CID@4.0 (161.0 -> 117.0) UK2ppb_2.d
x10 1 | Noise (PeakToPeak) = 1.06; SNR (26.0min) = 14.3
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Fig.1 MRM chromatograms of halogenated acetic acids (Unison UK-C18 50uL each 2ppb )



MCAA - 7 Levels, 7 Levels Used, 7 Points, 7 Points Used, 0 QCs
x10 4 | y = 186.073846 * x + 166.065376
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B x10 5] y = 3380.445376 * x + 1790.669985
6.5-| R"2=0.99862202
6 TypeiLinear, Origin:lgnore, Weight:1/x

Respons

DCAA

| | | | | | | | | | | | | | | I | | | | | | I
-0 0 10 20 30 40 50 60 70 8 90 100 110 120 130 140 150 160 170 180 190 200 210
Concentration (ng/ml)

TCAA - 7 Levels, 7 Levels Used, 7 Points, 7 Points Used, 0 QCs
8«10 4 y = 151.780265 * x - 20.932488
3 R"2=0.99991345
275 TypeLinear, Origin:ignore, Weight:1/x
2.5+
2.25+
2
1.754
1.5+
1.254
14
0.75+
0.5+
0.25+
0
-0.25+

Respons

TCAA

T T T T T T T T T T T T T T T T T T T T T T T
-10 0 10 20 30 40 50 60 70 80 90 100 110 120 130 140 150 160 170 180 190 200 210
Concentration (ng/ml)

Fig.2 Calibration curves of halogenated acetic acids (Unison UK-C18 50uL 2-200ppb )




-ESI MRM Frag=50.0V CID@4.0 (93.0 -> 35.0) UK2ppb_2.d

x10 2 | Noise (PeakToPeak) = 3.06; SNR (17.5min) = 8.8
1.2
1.1 Unison UK-C18
1 .
0o MCAA/ 178
os RT /
' Peak height
0.74 |
W “‘ T,
0.67 \ % MMM WM
0.5} tionn e WA JM\/J‘—\/ \rul,m\
oil w
I I I I | I | I I | | | | | |
1 2 3 4 5 6 7 8 9 10 11 12 13 14 15 16 17 18 19 20 21 22 23 24 25 26 27
Counts vs. Acquisition Time (min)
-ESI MRM Frag=50.0V CID@4.0 (127.0 -> 83.0) UK2ppb_2.d
x10 2 | Noise (PeakToPeak) = 1.04; SNR (18.0min) = 374.4
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-ESI MRM Frag=50.0V CID@4.0 (161.0 -> 117.0) UK2ppb_2.d
Noise (PeakToPeak) = 1.06; SNR (26.0min) = 14.3
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Fig.3 MRM chromatograms of halogenated acetic acids in 2ppb spiked tap water (Unison UK-C18 50uL each 2ppb )
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Table 2 Quantitative results of Halogenated acetic acid with Unison UK-C18 (50uL )

Sample MCAA Results DCAA Results TCAA Results
Name RT Final Conc. | Area | Accuracy RT Final Conc. Area | Accuracy RT Final Conc. | Area | Accuracy
2ppb 17.536| 1.66349597| 475.6 83.1748]| 17.957| 1.7400545| 7672.83| 87.00272| 25.988| 2.03232379| 287.53| 101.6162
4ppb 17.546| 3.87502037| 887.11| 96.87551| 17.967| 3.91641958| 15029.9( 97.91049| 26.008| 4.0653501| 596.11| 101.6338
10ppb 17.526| 10.443053| 2109.2( 104.4305| 17.967| 10.3272135| 36701.3| 103.2721| 25.988| 9.82760735| 1470.7| 98.27607
20ppb 17.526| 21.7947079| 4221.5( 108.9735| 17.977| 21.308574| 73823.1| 106.5429| 26.008| 19.4464524| 2930.7| 97.23226
40ppb 17.536| 43.4574243| 8252.4( 108.6436| 17.987| 42.7497258| 146304 106.8743| 26.028| 40.5259986| 6130.1| 101.315
100ppb 17.526| 101.037825| 18967 101.0378| 17.987| 100.83692| 342664 100.8369| 26.038| 99.7511849| 15119 99.75118
200ppb 17.526| 193.728473| 36214 96.86424| 17.997| 195.121093| 661387 97.56055| 26.048| 200.351083| 30388| 100.1755

TW+2ppb 17.455] 1.42066838| 430.41 17.865| 2.88871602| 11555.8 25.877| 6.23555008| 925.5
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Fig.4 MRM chromatograms of 2ppb spiked Tap Water (Unison UK- C18)




TCAA
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x10 2 |-ESI MRM Frag=50.0V CID@4.0 (161.0 -> 117.0) UKTW2ppb_75uL_1.d

1.3
26.0
1.2 1471.89

1.1

0.94
081 75uL
0.74
0.6
0.51
0.4+ L

— — T — — T
1 2 3 4 5 6 7 8 9 10 11 12 13 14 15 16 17 18 19 20 21 22 23 24 25 26 27
Counts vs. Acquisition Time (min)

x102 |-ESI MRM Frag=50.0V CID@4.0 (161.0 -> 117.0) UKTW2ppb_100uL_1.d

26.1
2025.52

1.24 IOOHL

0.8
0.6

0.4

— — T — — T
1 2 3 4 5 6 7 8 9 10 11 12 13 14 15 16 17 18 19 20 21 22 23 24 25 26 27
Counts vs. Acquisition Time (min)

Fig. 5 MRM chromatograms of 2ppb spiked Tap Water (Unison UK- C18)



