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Extraction Operation Flowchart
Ethyl acetate-TBME partition extraction method

PFAS-ST Ethyl acetate-
Sample water 4 ppb in MeOH 2NHCl  TBME
0.5 mL 10 |.|L 10 L g m._ Liquid-Liquid | Supernatant

distribution m

» Concentration
Stlrrln in vial
g Leave to 10 ppt
Concentration Touch Mixer stand Extract
20 ppt 15 sec 2D
ST-ASLC Measurement ST-SPLC Measurement
Measurement
MeOH PFAS-ST Measurement Ethyl acetate TB PFAS-ST SPLC
960uL 10ppb in MeOH ASLC 990uL 1 ppb in MeOH Method : M201-200 pL
40pL Method : 10 pL Injection : 200 pL
\ " 4 Injection volume : \ ‘
e 5 uL ASLC
Method :
400 ppt x 5 pL 10 ppt
. = 2000
in MeOH acetate

TB
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Measurement conditions by on-line SPE-LC/MS

/— SPL-W100 On-line SPE-LC/MS 4\

Sample 0.5 mL —— Conditionings
0.1% Ammonia_MeOH-Water

—— 0.5N HCI-Water ACN MeOH
10pL Flash-SPE WAXs : Retention | ACN (or TBME)
—— Ethyl acetate-TBME(1/1) 1 mL
> Load [holding] Extract 200 pL
Stirring (touch mixer, 15 sec.) —— Washing ACN (or TBME)
|
Leave to stand, 1min — Drying Nitrogen gas 20 sec.
Ethyl acetatle _TBME (Extract) Collecting Extract 0.1% Ammonia_MeOH-Water (95/5) 50 pL
Eluent
Mixture 0.1% Formic acid-Water 100 uL
Ethyl acetate -TBME £ T X Mixed within MiVS
Aqueous phase | ‘

Introduce the entire eluate mixture into the LC/MS

ACN : Acetonitrile
TBME : tert-Butyl Methyl Ether
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Additive recovery test

Sanple Purified water Tap water Mineral water (hard water) River water (Kino River - near the mouth)
D u Addition 20 ppt . Addition 20 ppt . u Addition 20 ppt
=2 =5 =2 =5 =2 =2 n=5
No. Ave. Ave. RSD Ave. Ave. RSD Recovery rate Ave. Ave. Recovery rate Ave. Ave. RSD | Recovery rate
1 [PFBA_ 5.146 52,919 4.2 11,881 60,137 4.0 101 7.040 52,813 26 7.634 53,569 4.2 26
2 |PFMPA 16.813] 4.5 15485 34 92 15,580 7 92 14,272 2.9 85
3 |PFPeA 5.638 93,036 3.0 14,000 94,301 3.7 92 5.821 83,226 2.6 89 7.230 87,115| 5.9 21
4 |PFMBA 1912 5 6.977 5.5 88 6,424 1.8 81 5,919 3.8 75
5 |PFBS_ 20409 2.8 1.259 21441 33 29 21,066 4.5 103 20,553] 6.0 29
6 |42FTS 17,598 3.3 17385 5.3 29 16,601 4.9 24 14,865 7.9 84
7 |PFHzA 20,794 84.866) 2.4 30,930 92214 35 26 17.816 79,323 2.7 26 40.606| 102,622 3.4 97
8§ |PFEESA 108,889 3.7 105,702 3.0 o7 107,580 4.0 29 104,662 3.7 26
9 |HFPO-DA_ 22.566) 4.3 1,048 23282 6.6 29 23,154 2.1 103 23,771 42 103
10 |PFPeS 19.332] 4.5 19.111 6.0 29 10,406 2.8 101 10,691 4.2 102
11 |PFHpA_ 6.864 108,957 2.5 12,177 112,195 2.6 o7 7891 106,305 2.2 95 9231 109,692 0.9 o7
12 |PFHxS_ 15.476) 2.8 15384 3.9 29 16,038 4.2 103 15987 31 103
13 |6:2FTSA_ 47515 3.2 45,725 34 926 45,972 4.5 o7 47,194 2.7 29
14 |PFOA_ 7.699 102.913] 2.5 26329 113,156 6.5 21 7496 102,665 3.0 100 14746 109,028 33 100
PFHpS_ 16.862) 6.4 16,812 6.2 100 17,185 6.8 102 17,760 5.0 105
82 FTUCA 80,006 4.0 79494 3.8 29 81,845 2.8 102 83,104] 1.6 104
PFNA_ 10.769 143259 2.0 17.791 137,651 34 20 13.788| 136,832 2.7 923 15530] 139,611| 2.6 24
PFOS_ 19.688) 3.7 20235 6.8 101 19,892 2.9 101 20701 72 104
82FTSA 31613 2.7 29.727 3.0 24 30,962 4.3 98 31,035| 1.5 98
PFDA 12,174 110,689 4.2 12,056 100,736 3.9 20 11645 107,011 3.2 o7 14.176| 105,794| 2.4 03
FOSA_
NMeFOSAA 29238 2.0 30,428 7.2 104 31,693 4.2 108 31,548] 6.5 108
NEFOSAA 34,519 5.1 34,967 5.2 101 36,744 33 106 37,126] 3.9 108
4 |PFUnA_ 14.752 123.633] 1.2 17.032 113,510 2.2 89 16083 122238 2.2 o7 16224 125,444 2.6 100
PFDS_ 11696 2.0 11,776 7.4 101 11,948 24 102 12,714 5.5 109
6 |PFDoA_ 13,531 116,076 2.9 15478 103,917 1.9 86 14807 120,008 2.7 103 16304 122,491 53 104
NMeFOSA
NEtFOSA_
PFTIDA_ 13.287 85,519 3.1 14,153 80477 2.7 22 14,135 98,195 116 16510) 100837 3.0 117
PFTeDA_ 11,568 87.887) 4.8 9.785 80,359 5.3 92 10,600 100,617 118 11,685 103,766| 4.3 121
PFHzDA _ 8.070 72,755 2.9 7.861 61,807 2.8 83 8.968 75,888 103 8.356 76,642 7.3 106
32 diPAP_ 20.860) 2.5 28,750 4.3 26 33,012 113 35384 24 118
PFOcDA _ 3810 25088 3.7 3.842 20,834 6.7 50 4.093 23,520 91 4321 23241 3.1 89
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UnitAve. ;
Peak area value (absolute value)
RSD. Recovery rate ; %

Sample - Added Concentration : 20 ppt
Concentration in vial after extraction :
10 ppt

Solid phase load : 200 pL

LCMS introduction amount : 10 ppt x
200 L = 2 pg



