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Disposition

LC-QTOF screening - MassHunter Qualitative
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LC-QTOF - Validation

GC-QTOF - Validation
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Disposition

LC-QTOF screening - MassHunter Qualitative
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LC-QTOF Instruments
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QTOF-analysis — All ion MS

e MS scan with collision energy

e Screening samples —_—

e Spectra of daughter ions of all compounds
eluting on a certain time point

No selection
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Chromatogram - TIC

«107 +ESI TIC Scan Orange 1.4
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Spectra — MSscan incl. collision

! |} Spectrum Preview
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Il MassHunter PCDL Manager for Pesticides - G:\Agilent TOF\PCDL\Pesticides pos 20120821.cdb . . G ——— St
© File Edit Yiew PCDL Links Help
i P Find Compounds & [ | 5 | @
Single Search | Batch Search | Batch Summary Edit Compounds | Spectral Search | Browse Spectra | Edit Spectra |
Mass Molecule: | Structure | MOL Test
O MeHl @ Newrl © MHE Fomuia: ) a |
Compound Mame 4 Fomula Mass Anian Cation o CAS ChemSpider IUPAC Name —
P {mir) P Spectra
Acetazolamide C4HeMN4... | Z21.58813 B9-66-5 1509 N-{5-5ulfamaoyl-1,3 4thiadiazol-2+jacetamide 3
Acetochlor C14CING... | 265911826 5350 | 34256-82-1 | 19N 2-Chloro-MN-gthoogmethyl}-N-{2-ethyl-6-methylphe... |3
Acetyl-Seneciphyline C20H25M... | 37516815 50341450 | 4945366 11.16-Dioxo-13.15-didehydrosenecionan-124d ac... |0
Acibenzolar-S-methyl [CGA 245704) CBN2052... | 20959215 8.450 | 1351585, | 77528 S5-Methnd 1,2, 3-benzothiadiazole-7-carbothioate 0
Acifluofen C14CIF3N... | 36099648 8.758 | B0594-66-6 | 40113 B[2-Chloro-4-triflucromethyl jphenog]-2-nitrobenz... |3
Acifluorfen-methyl C15HSECIF... | 37501213 B0554-67-7 | B2745 Methyl 5-[2-chloro-d-triflucromethyljphenog]-2nit... |0
Aclonifen C12C0INZ... | 26403017 5506 | 74070-46-5 | 83411 2-Chloro-6-nitra-3-phenoganiline 4
Acrinathrin C26FENO... | 54113235 13.800 | 101007-0... | 10469230 | Cyano{3phencxypherylmethyd 3-012-301.1.1.3... |0
ADEI (ABDI) (Celestalide) C17H240 244 18272 13171-00-1 | 5455 1-[1.1-Dimethnd-6-{2-methyl-2-propanyl)}-2, 3dibydr... |0
Affinin C14HZ3NO | 23117756 2h394-57-4 | 4505783 [2E.6Z BE}-N-Isobutyl-2 6, 8-decatrienamide 0
AKH-7088 C15H16CI.. | 476.05981 104455-8.. | 5005848 Mettnd ({[[1E)}-1-{5-[2-chloro-4-grifluoromethydjphe... |0
Moo Aciberzolar-Smethyl (CGA 245704) - [CeN20s2. | 20889215 | ! 3490 1351585.. 77928 | SMethyl 1.2, 3berzothindiszols Fcabothiote | |07 : "~
Acifluorfen C14CIF3N... | 360.99648 8.758 | 50594-666 | 40113 5[2-Chloro-4-{rifluoromethyl)jphenoxy]-Z-nitrobenz... |3
Acifluorfen-methyl C15HSCF..| 375.01213 50594-67-7 |82745 Methyl 5-{2-chloro-4-irfluoromethyliphenoxyl- 2it... |0
Aclonifen C12CIN2.. 264.03017 5506 | 74070465 | 83411 2-Chlora-Enitro-3-phenoxyaniine 4
Acrinathin C26F6NO... | 54113239 13.800 | 101007-0.. |10469290 | Cyano(3phenoxyphenylmethyl 3-{12}341.1.1.3... |0
ADBI (ABD} (Celestolide) C17H240 | 24418272 13171001 | 55455 1-01.1-Dimethyl-6-{2-methyl-2-propanyl}-2 3dibydr . |0
Affrin C14H23ND | 22117756 25394574 | 4509783 | {2E.6Z.BE}N-Isobutyl-2,6.8 decatrienamide 0
AKH-7038 C19H16CI... | 476.05981 1044538 5005848 | Methyl ({[{1E}-1-5{2-chloro-4-trfluoromethylphe... |0

National Food Institute, Technical University of Denmark
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: Flle Edit View PCDL Links Help

i B FindSpectra (3 1 |1 5 | @

Mass

Precursorion

Toerance: 200 ) ppm @ mDa
Collision energy

Toerance: 20 v

Spectra for compound: Acetazolamide

Spectra for compound:

Compound T . e e
Name Precursor lon Enengy lon Polarity Mode Tipe

Acetazolamide 10  Positive
Acetazolamide
Acetazolamide

National Food Institute, Technical University of Denmark
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itype & comma-separaled hsl of lormdss. e.g. "CBHE. CHAT)

Find by Formuls - Chromatograms.
Fird by Formeda - Maas Spectrn
Fird by Formds - Samgle Purity

© Comped eacharg e [ CEF)

@ Databwse | Library
DAMsmturer FLOL Perticdes\Pesticdes pos 2013 -

2 Wiorkdst

Matches perfomula

Mawimum number of maiches &

] Automatically incresse for isomeric compounds

2|
N data o duaplay.
i
Minates LT
1
95 W WS N M5 12 125 W 15 M W5 15 185 1 a5 17 W5 18 185 19 188
%) These fomulas: cmmw Acquisition Time (min)
L

National Food Institute, Technical University of Denmark
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Library Search

| \

N

03 E@‘“ﬂﬂlﬂdEﬂjtﬂI:Fin{lCﬂlﬂpﬂlﬁhlﬂFﬂﬂl‘a—m
0.21 : (¥} Find Compounds by Formula | 5} | ¥ -

| Method Items ~ | (2. 3

0.1
0 | Scoring I Results I Result Filters I Fragment Corfimnation
-01 Formula Source | Formula Matching | Positive lons | Megative lons
! [} Method Explorer: Qualilstive metode Screening.m x Source of formulas to confim -
Chromatogram Peak Survey Workflow . © These formulas:
L MSS
Chromatogram ¥- P A (type & comma-separated list of formulas, e.g., "CEHE, CH4™)
SpeCiosn Prof () Compound exchange file { .CEF):
General
Reports @ Database / Library -

I+ Find Compounds

I=I Find Compounds by Formula

Find by Formula - Options

Find by Formula - Chromatograms
Find by Formula - Mass Spectra
Find by Formula - Sample Purity
Identify Compounds

Compound Automation Steps

D:\MassHunter\PCDOL"Pesticides \Pesticides pos 2013
) worklist
Matches per farmula
Maximum number of matches 5
Automatically increase for isomeric compounds

Values to match

T Kl

=

Worklist Automation

[+ Export

National Food Institute, Technical University of Denmark

HE



/4

EEEEE EUROPEAN UNION REFERENCE LABORATORY PESTICIDE RESIDUESIN

Library Search

i /i Chromatogram Results | Open Database File | —————— g
2ot lQBu ¢ [Xaoc 1
=] Lockin: [ Fosie NeRemE
%10 2 |+ESI TIC Scan Screening Samstik 1.d
[AE TRt || Pesticides pos 20130730 cdb
1 . || Pesticides pos 20130814 cdb
0.3 2 - | Pesticides pos 20130821.cdb
0.3 ecentltems | ™ peciicides_AM_PCDL cdb
0.7+ | Pesticides_Std cdb
064
0.5 )
04 Documents
03 E@WE&W:HMWMW l
020§ (») Find Compeounds by Formula ~| (3 | 0 I ?i_i
01
0 Scoring | Results | Result Fite| Deskiop E
01 Formula Source Formula Matching |
[Eh Method Explorer: Qualitaiive melode Screeningm X S i e =
N — : (") These formulas: [ Computer i
2 ! i alL Ms | I
Chromatogram F-\ R (type a comma-separated list of formulas, e g & File name: A
Spectrum Y Pro ) Compound exchange file [ CEF): | Network Files of type: [Text Files *.cav) PCOL Files XML Files {*xml) Library | v] [ cancal ]
* Genera :
Reports @) Database/ Library

Find Compounds DMassHurter\PCDL\Pesticides"Pesticides pos 2013

= Find Compounds by Formula () Wworklist

Find by Farmula - Options
Find by Farmula - Chromatograms

Matches per formula

Maximum number of matches 5
Find by Formula - Mass Spectra
Find by Formula - Sample Purity Automatically increase for isomeric compounds

Identify Compounds
Values to match

Compound Automation Steps =2

% Mnn

Worklist Automation

[+l Export
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Library Search - adducts

E%WE&M:FMCWHM—W x
i (») Find Compounds by Formula ~| {5} | ¥ ~ (4 -| MethodItems ~ | (= 3§

MNegative lons I Results | A Result Fitters |
Formula Source | Fomula Matching |

Fragment Confirmation |
Positive lons

Charge camiers Meutral losses

+H

(=] [x]

Charge states, f not known Aggregates

Charge state range 'I— SEE B
Trimers e.g. [3M+H]+

National Food Institute, Technical University of Denmark
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Screening criterea — Match tolerance
; E@Hﬂﬂiﬂdﬁm:ﬁndﬁmmtgﬁlmh—m b 4
1 i (¥ Find Compounds by Formula =| {3} | ¥ - (% -| MethodItems - | (5 3§ 9,719 min.
, Scoring | Results I Result Fiters | Fragment Corfirmation
Formula Source Formula Matching Positive lons I Negative lons
Match tolerance !
3 Masses: +/- 10.00 -
L
| Retention times: +(- 0.35 minutes i
K
;. Expansion of values for chromatogram extraction I
|| Possiblemiz: [Symmetric ppm)  w|  +- B0~ [
Limit EIC extraction range . . | . . .
Expected retention time: +/- 1.00 minutes »3 8 3 8 »3 10

National Food Institute, Technical University of Denmark
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Screening criterea— Average scans

i@ﬂeﬂindEﬁtm:Findemnhhanmla—hsfmﬂa
: (¥} Find Compounds by Formula ~| (3} | ¥ + 4 - | Method ltems -

Peak Spectrum | Peak Location I Charge State|

Spectra to include

(™) At apex of peak

@ Average scans > 10 % of peak height
TOF spectra

Exclude if above 100 % of saturation

i@ In the miz ranges used in the chromatogram

5715 min.

) Amywhere
() In these miz ranges 100.0000-2000. 0000
Mewver return an empty spectrum 10%
Peak spectrum background
MS [Nune -
92 93
Time range: 0000

National Food Institute, Technical University of Denmark
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Screening criterea— Match tolerance

@’ Method Editor: Find Compounds by Formula - Chromatograms

x

: (¥} Find Compounds by Formula = 5 | ¥ = 4 | Methodems = | (= 35

EIC Smoothing | EIC Integration | EIC Peak Filters
Filter on
() Peak height @ Pezk area

AL e he = 10000| counts

He e he p 000 3% of largest peak
Area filters
Absolute area = 500 counts
|| Relative area = 000 % of largest peak
Maximum number of peaks
Limit (by height) to the largest 5

National Food Institute, Technical University of Denmark
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PESTICIDE RESIDUES IN
CEREALS & FEEDING STUFF

@ Method Editor: Find Compounds by Formula - Ophons

_iIbrary Search - scoring

: (¥) Find Compounds by Formula ~| &} | ¥ ~ 4 | MethodItems ~ | [= 35

Formula Source

Formula Matching

Positive lons

Meqative lons

Scoaring

Results Result Fitters

Fragment Confimation

Mass score

Retention time scaore

Contribution to overall score

|sotope abundance score

|sotope spacing score

100.00
60.00
50.00
100.00

National Food Institute, Technical University of Denmark
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Library Search - scoring

@ Method Editor: Find Compounds by Formula - Opbons

: (») Find Compounds by Formula ~| ¢} | ¥ » (4 - | Method ltems ~ | (= 35

Formula Source Farmula Matching I Fositive lons Megative lons
Scaoring Results Result Filtters Fragment Confirmation
Unmatched formulas

Only generate compounds for matched formulas

Matching criteria
Low score matches

Matches for which the overall score is low
‘Warn if score is < 7500

Do not match if score is =z 50.00

National Food Institute, Technical University of Denmark
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Library Search — fragment ions

E@'WEﬁtﬂr:ﬁndenhquuImh—{Huﬂ x
i (V) Find Compounds by Formula = | ¢} [ )« (4 - | Methodltems ~ | (5 33 ﬂ

Formula Source | Formula Matching I Positive lons I Megative lons |
Scoring I Results | Result Fitters | Fragment Corfirmation

*

Search fragment ions -

Confirm with fragment ions L

Fragment ion source

@ Spectral hibrary if spectrum available, otherwise use average
= fragment spectrum

L oy

(7) Use average fragment spectrum

I . )

Mumber of most abundant ions from spectral L
library

Mumber of most abundant ions from average 7
fragment spectrum

m

Fragment ion EIC qualfication settings

RT difference +- 010 min. of precursor ion
SIN ratio »= 500
Coelution score == 90

Fragment ion confimation criteria

@ Minimum number of gualified fragments 1

7) Minimum percent of qualified fragments 75

National Food Institute, Technical University of Denmark
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Compounds Detalil View

_ o S —
Name TR File TR Ares TR Flags (Tat) T8 Score (Tgh) T& Diff (Tgt, ppm) 78 RTT® Fls Conf. % 7% Height 7 & Label (B8 =R
Diafenthiuron pos Gulerod 0_1C.d
Dizlifos| pos Gulerod 0_1C.d 57085| low score; No H adduct;Not qualified 0 16335 x
Diallate (cis)| pos Gulered 0_1C.d 258193 Net gualified 97.87 -243| 11666 1] 87452 C
s Diazinon (Dimpylate) | pos Gulerod 0_1C.d 30298 low score;Not qualified BE13 604 10479 0 4747 Cpd 145: D
Dichlobutrazel (Diclobutrazol)| pos Gulered 0_1C.d| 3711540 Qualified 4782 244 BT06 40 1004092 Cpd 176: Dichlobutr
Dichlormid | pos Gulered 0_1C.d 337115 Qualified 9367 -0.84 6.96 40 57852 [|fem) + Score (Tgt) # RT & RT (Tat
Diclofop-methyl | pos Gulered 0 1C.d 9445 Ne H adduct;Net qualified 7876 -1.7%) 11.791 o 3651 Cpd 1 037 89| 1302) 13
Difencxuron | pos Gulered 0_1 C.d| 15394443 Qualified 956 13% 6723 60| 3321573 [ ®
Difenzoquat| pos Gulered 0_1C.d 522318 Net qualified 8774 -358| 10241 1] 125234 I
Diflufenzopyr (BAS 65400H) | pos Gulered 0_1C.d 358593 Qualified 98.08 -0.54| E728 20 10322 Cpd 185 Diflufenz
Dikegulac | pos Gulered 0_1C.d 100446 Qualified 2436 -408 473 20 18756
Dimefuron | pos Gulered 0_1 C.d 158250 Mot qualified 27 -1.76| 7.268 0 46406
Dimethenamid (SAN 582H) | pos Gulerod 0_1C.d| 5608712 Qualified MM 106 8217 &0 1407812 Cpd 105: Dimeth
Dimethirimol | pos Gulerod 0_1C.d| 5864509 low score;Net qualified 62.81 027 379 0 515838 C
Dimethyhvinphos | pos Gulerod 0_1C.d| 2456787 Mot qualified 56.05 09| 83N 0 635828 Cpd 1¢ iz
Diniconazole | pos Gulerod 0_1C.d| 1202204 | low score; No H adduct;Not qualified 6562 -313| 9306 0 252635 Cp
Dinotefuran(l) | pos Gulerod 0_1C.d| 1791595 Qualified 5565 492| 1538 60 214284 Lo
Dinotefuran(ll) | pos Gulerod 0_1C.d| 1648527 Qualified 973 088 34 80 225168 Cp i & L
oo - —~ 1 I 4 amd aner- —~ - —-r a n-r - AnT s A4 AN - . x
2 | —
10 407 2176
1 [M+Na)+
e 5 1] | . | i . . A . . .
380 382 384 386 288 390 382 394 3% 3% 400 402 404 4Ds 402 4i0 412
K Counts vs. Mass-to-Charge (m/z) —
O 1 ‘é { ]| Compound Fragment S Results x
o i 2 o ¢ Q[ [A] o [m] e S s ]
& x10 € |Cpd 224: Diafenthiuron: +ES| HighE Scan (12.926-13.282 min, 78 Scans) pos Gulered 0_1 C.d AvgCE G
0.1 1050018 5314127 ”
Matc
ve|  0.05 1 3452103
1083.79
Ly 0 “iu Lo il L
. T T T T T T T T T T T T T
e 0.014 100 200 300 400 500 600 700 800 500 1000 1100 1200 1300 1400
N Counts vs. Mgs-to—@hargi? [ml‘z)l . . . ‘ ‘ ‘ . . .
e " 1275 128 1285 123 1295 13 1305 131 1315 132 1325 133 1335 134 | T T T T el ™
E—/ Ratio Fragment lon/Precursar lon vs. Acquisition Time (min)
m=n] [etlg =3 e =— = —
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MassHunter - Quantitative

Agilent MassHunter Quantitative Analysis - 20131128 validering_frugtgront - pos 0.1.batch.bin = =m |
i File Edit View Anslyze Method Updste Report Tools Help
Pl 3l IntegateBatch - @ Layout FF B EH B [A Restore Default Layout
Bstch Table -
i Sample #] pos Gulerod 0_1 D ~|E] | Sample Type: <All> +|| Compeund: [@] Carbetamide - = D g ' &
Sample | carbetam. | Carbetamide Results | Qualifier (118.0863) Results | Qualifier (120.0444) Resuts | =
G [ —r— T o 1T T o T o T o Tale el T o Lo Tal o T o | e
: Sample Carbetam.. Carbetamide Rezults Qualifier (118.0863) Results | Qualifier (120.0444) Results
a Bl ' Name Data File Exp. Conc. | Resp. Area RT SN Height | MI M| Area M| Area SN
g W | ¥ |pos Asble 0 1. | pos Aeble 0_1.. 2EOEREE | 2EBEZEE| 5223| 17221| 653145|[ | ]| 1502465 ]| 721144 8354
9 W | ¥ | pos Acble 0_1_ | pos Aeble 0_1_ 2381572 2381572| 5209| 169.94| 536170| 1| 1356143 1| 644012 311
o Q| ¥ pos Agurk 0_1.. | pos Agurk 0 _1.. 2832551| 2832551| 5.237| 13625 717764|[ ] IT]| 1360383 ]| 713061| 75.32| =
"5 O | ¥ | pos Agurk 0_1. | pos Agurk 0_1_ 2794087 | 2794087| 5223| 157.10| 649594| C1| 1377029 1| 671099 56.39
o & | ¥ | pos Agurk 0 1. | pos Agurk 0_1.. 2895966 | 2895966| 5.223| 137.43| 680107 | ] 1392365 ]| 738948 59.98
90 | ¥ | pos Banan 0_1_| pos Banan 0_1. 2113366 2113366| 5.223| 15368 731077| | 1| 1094278 | 565014 129,
o & | ¥ | pos Banan 0_1..| pos Banan 0_1.. 2450297 | 2450297 | 5223| 17323 716136|[] 1] 1030354 [C]| 548969| 143...
9~ & | ¥ | pos Gulerod 0. | pos Gulerod 0__. 2905447 | 2995447 | 5229| 18213 &74310|[ [ 1717798 [ 771372 INF
01" @ | ¥ [ pos Gulerod 0 | pos Gulerod 0__ 3039535 3039535| 5230| 17652 674663 | 1| 1620853 1| 78se08| 3311|
5 W | ¥ | pos Gulered 0.. | pos Gulerod 0__. 135447 | 135447| 5285 1646 76542| [ -19.9505 ]| 433645 = 30540( INF
= "O | ¥ | pos Gulerod 0. | pos Gulerod 0__ 0639841 3063984| 5229 15527 681886] | || 1596149 1| 7e028] 75.9] |
] o | ¥ | pos Kartoffel 0. | pos Kartoffel 0. 2860545 | 2860545| 5237( 17211 644515 ; ; 1461585 ; 72870| 236...
m o | ¥ | pos Kartoffel 0. | pos Kartoffel 0.. 2965458 | 296h458| 5223( 248731 718918 Ll (&l 1527098 [ 7hbdZB| T0.57
i es] & | ¥ | pos Kartoffel 0. | pos Kartoffel O.. 2027486 | 2527486) 5223 211.67| 656635( | ]| 1683520 [ 728611| 182,
|9 [ ¥ | pos Peber 0_1_ | pos Peber 0_1. 3124492 3124492| 5224| 14120 749244([ | ]| 1557113 Ol 772282 95.14
| & | ¥ | pos Peber 0_1.. | pos Peber 0_1.. 3362042 | 3362042| 5223 14074| Bmd3e3|[] 1] 1733000 [C]| 843295| 78.89
1 | ¥ |pos Peber 0_1.. | pos Peber 0 1. 3224882 | 3224882 | 5223| 13498 7687570 [T]] 1583827 [[]] 796225| 9166
T | ¥ | pos Salst0_1A | pos Salat0_1_ 2374364 2374364| 5223| 15837 667727| 1| 1246927 | 639173] 7253
H )| ¥ |posSalstD 1B | pos Salat 0_1.. 2251214 | 2251214| 5223| 178.24| 629004 |[ ] ]| 1113260 ]| 535649( 78.75
*"@ | ¥ | pos Salat0_1C | pos Salat 0_1.. 2691730 2691730] 5223| 17340 729987|[ O] 1363132 1| 674705] 79.35
03
i k Dz
0.5 01
o4 0
0.54 . . . . . : : } : } } : } : } . . . -D‘%I : . . . . . . . . . . . . . } ) }
£3 44 45 48 47 48 43 5 81 52 53 84 55 55 &7 58 &9 Acgmsmons%m(mm) 43 44 45 45 47 48 48 5  E1 52 53 E4 55 58 E7 58 59 Aoimmms%m(mm]
Processed  pos Gulerod 010 Carbstamide 26 Ssmples (26 total]
@ .J:T;.J @ﬂ @ ‘\ “ ” i S ) 92-::-?014 z
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Compound at a glance

Compounds at a Glance = | @ )
i File Edit View Layout Help
(0 (3 OG- = | Panes: 6x7 - Bon2h sk A AlS A
pos Gulerod 0_1 B [Cyromazine] pos Gulerod 0_1 B [Butocarboxim-sulfoxide] pos Gulerod 0_1 B [Thiccyclam] pos Gulerod 0_1 B [Aminocarb] pos Gulerod 0_1 B [Dinotefuran(l)] pos Gulercd 0_1 B [Dinotefuran(|]
11051 167.1030 Are2=2474018 793 Area=912489 11041 182.0127 Area=307005 +105|203.1283 Area=4272397 105 |203.1140 Are2=1208205 105 |203.1140 Are2=1039688
- 85.0509 Area=409359 136.9547 Area=153396 6 137.0835 Area=2864200 129.0897 Area=397762 129.0897 Area=354118
4 |po0586 Areo-335007 : 1521070 Area=2827747 T 1 Area=279434 7,071 Ares=133222
4
2 05 f > 05
Us 08 1 12 14 16 18 72 06 08 1 12 14 16 18 2 22 24 06 08 1 12 14 16 18 22 2¢ 06 08 1 12 14 18 22 24 08 1 12 14 15 18 2 22 24 T 31 22 33 32 35 36 37 38
pos Gulerod 0_1 C [Cyromazine] pos Gulerod 0_1 C [Butocarboxim-sulforide] pos Gulerod 0_1 C [Thiooyclar] pos Gulerod 0_1 C [Aminocarb] pos Gulerod 0_1 C [Dinctefuran(()] pos Gulerod 0_1 C [Dinctefuran(ll)]
X105 | 167.1030 Ave: xoza 105720 7 104 ] 1820127 Area=: 1105 ]208.1283 Area=3622670 €105 2031140,«33 1170892 €103 2031140,«33 1115&30
4]Es0s09 Ave 1 136.9547 Arez=114642 137.0835 Area=2338562 7 129.0897 Are
3 |60.0556 Ares 293335 u’; 90.0372 Area= 3 4152.1070 Area=2275740 14870791 7 87.0791 »‘!\rea:lBBSI:
7 2
2 05 2 05
1 025 1
0 0 0 0 0
06 08 1 12 14 16 18 22 06 0B 1 12 14 16 18 2 22 24 06 0B 1 12 14 16 18 22 24 06 08 1 12 14 18 22 24 08 1 12 14 16 18 3 22 24 3 31 32 33 34 35 35 37 38
pos Gulered 0_1 D [Cyromazine] pos Gulerod 0_1 D [Butocarboximesulfoxide] pos Gulerod 0_1 D [Thiocyclam] pos Gulercd 0_1 D [Aminocarb] pos Gulercd 0_1 D [Dinctefuran(()] pos Gulercd 0_1 D [Dinctefuran(ll)]
11051671030 Are3=2626258 110512070798 Area=330021 X104 [182.0127 Area=228213 1108 [209.1283 Area=4287074 110 [202.1140 Area=1157221 1108 [202.1140 Area=1015621
¢.|85.0508 Arez=245230 154750263 Ares 136 9547 Area=154214 137 0825 Ares=2833094 15128 0887 Ares=332008 1250287 Are=348439
60.0556 Area=413711 Jgoara s 1 61521070 Ares=2876902 1|57 0781 Are27 781 Area=180488
4 4
2 05 2 2 05
ok gz 1 12 14 15 18 72 " 06 06 1 12 14 15 18 2 22 24 06 06 1 12 14 15 18 22 2t 06 06 1 12 14 15 18 22 2t "o 1 12 1e 18 18§ 22 24 3 31 32 33 34 35 35 37 38
pos Aeble 0_1 A[Cyromazine] pos Aeble 0_1 A [Buiocarboxim-sulfoxide] pos Aeble 0_1 A[Thiocyclam] pos Aeble 0_1 A [Aminocart] pos Aeble 0_1 A[Dinctsfurani()] pos Aeble 0_1 A [Dintefuran(in)]
+105{ 167.1030 Area=1733761 207.0799 Area=663841 1104 [182.0127 Area=146474 11054 208.1283 Are2=3100761 11052031140 Area=955710 105 |203.1140 Are2=1101360
5 ]136.9547 Area-sBott 5-137.0835 Are=2049176 1280897 Area=336971 154129.0857 Area=374746
i 15 411521070 avea-2020295 1 Ares=192356 1 |z70791 sreamtoszss
2 1 2
05 ] 05
0
06 08 1 12 14 15 18 22 24 08 1 12 14 15 18 3 22 24 08 1 12 14 15 18 72 24 08 1 12 14 15 18 72 24 08 1 12 14 16 18 2 22 724 3 31 32 33 34 35 36 37 38
pos Acble 0_1 B [Cyromazine] pos Acble _1 B [Butocarboxim-sulfoxide] pos Acble 0_1 B ﬂ'moc/c\am] pos Acble 0_1 B [Aminocarb] pos Acble 0_1 B [Dinotefuran()] pos Acble 0_1 B [Dinotefuran(1l)]
11054 167.1020 Area=1451833 1103 207.0798 Area «s 110 4{182.0127 Area 103 27247 1105 2027740 Area=£72201 10512021140 Area=872116
4{B5.0509 Area=219189 0.8] 750263 Area= 2{126.9547 Area 4 0.5 129.0887 Avea=204002 129.0897 Area=294879
3600556 Arez=201424 0690.0372 Area= 59555 15 3 1 Area=161004 1 Area=153735
2 04 1 2
1 02 05 1
0 0 0 0
06 08 1 12 14 15 18 22 74 08 1 12 14 16 18 3 22 24 08 1 12 14 16 18 22 24 08 1 12 14 15 18 22 24 U8 1 12 14 16 18 2 22 24 3 31 32 33 34 35 3p 38
pos Kartoffel 0 1.[c,mmazme] pos Kartoffel 0_1 A [Butocarboximesulfxide] pos Kartoffel 0_1 A [Thiocyclam] pos Kartoffel 0_1 A [Aminocart] pos Kartoffel 0 1,.[D.Me1manu)1 pos Kartoffel 0 1,.[Dmma1man(u)]
110571671030 Are==373031 98 Area=286877 110 |182.0127 Ares=82523 110542081283 Area=387135 11052021140 Area=3122 105 [203.1140 Area=100
3{85.0508 Are 1368547 Area=17713 137,035 Area=312362 rzs ces7 2 zmsm 125.0887 Arce 323302
2 |poosse e 2 152.1070 Area=453183 075{87.0781 Area=132775
; 2 05
1 J\ 1 025
¥l
06 08 1 12 14 15 18 22 24 " o8 1 12 14 15 18 3 22 24 08 1 12 14 15 18 2 24 08 1 12 14 15 18 2 24 "ok 1 17 1e 15 18 3 22 24 3 31 32 33 32 35 36 38
pos Kariafiel 0_1 B [Cyromazine] pos Kariaffel 0_1 B [Butocarboxim-sulforide] pos Kariafiel 0_1 B [Thiocyclam] pos Kariaffel 0_1 B [Aminocart] pos Kariaffel 0_1 B [Dinctefuran()] pos Kartoffel 0_1 B [Dinctefuran(in)]
1105 ]167.1030 Area=262865 11042070798 Area=222342 1104182.0127 Area=30810 110572091283 Area=1028385 110592021140 Area=326200 1105 2031140 Area=1079574
5 |25.0509 re ¢ 75,0263 dres-1835 36,9547 Ares<23031 3137025 hres=228552 11250887 Ares-262517 1250897 Ares=256272
1.5.]60.0556 Are 900372 Area-5065 2 5 |1521070 ares-192570 0.75{87.0781 Ares=114423 87.0751 Ares=133386
1 + T 05
05 2 1 025
o s
—
06 08 1 12 14 15 18 22 24 08 1 12 14 15 18 3 22 24 08 1 12 14 15 18 72 24 08 1 12 14 15 18 22 24 U8 1 12 14 16 18 2 22 724 3 31 32 33 34 35 36 37 38
|
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2GHz Extended Dynamic Range
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2GHz Extended Dynamic Range

signal
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Data from low gain channel
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Disposition

LC-QTOF - Validation
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Validation
e SANCO/12571/2013:

G9 The validation of a screening method based on a SDL can be focused on detectability.
For each commodity group (see Annex 1), a basic validation should involve analysis of at
least 20 samples spiked af the estimated SDL. The samples selected should represent multiple
commodity categories from the commodity group, with a minimum of two different samples
for each commodity category and should be representafive for the intended scope of the
laboratory. Additional validation data can be collected from on-going AQC-data and
method performance verification during routine analysis.

Method performance acceptability criteria

G10 When the screening method is only infended to be used as a qualitative method, there
are no requiremenfs with regard to recovery of the analytes. In order fo determine the
selectivity, the presence of false detects should be verified using non-spiked (preferably
“blank™) samples. Provided the analytes that are tentatively detected by the screening
method are identified and confimed by a second analysis of the sample using an
appropriate confirmatory method, there is no need for a strict criterion for the number of
false detects. The SDL of the qualitative screening method is the lowest level at which an
analyte has been detected (not necessarily meeting the MS-identification criteria) in at least
?5% of the samples (i.e. an acceptable false-negative rate of 5%).

National Food Institute, Technical University of Denmark
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Validation — LC-QTOF

e \We have validated at 3 different concentration levels In
rye, oat, barley, wheat and rice.

e Amounts of pesticides (including isomers) validated:

SDL (mg/kqg) Pesticides validated

0.01 246

0.02 41
0.1 39

National Food Institute, Technical University of Denmark
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Standard mixtures

Mixtures

50-100 pesticides

Sl Avoiding isomers in the
mixtures

=
=
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2-6 mixtures together

National Food Institute, Technical University of Denmark
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Spectra of iIsomers in Agilents library

Lwrary specuunn
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=

Z%
a

[142.07234(05.31

10 CH3
o~
oo [142,072341100.00 [184.11929096.84
" Prometon PR
0
CHy N7 ™SN CHj
0 | 26.166241167.74
0 —
o HaC NH °N NH TCHj
0
0
8 0
g o0 revouaemszo Foo.osos‘thw
< ik e D ar e T
9 % 35 4w 45 50 b5 60 6 70 75 s 8 © 85 100 105 110 115 120 125 130 140 145 50 155 170 175 'is0 185 190 195 200 225 230 235 240
miz
Library spectrum
N CH
00 7 3
(o) 170.1036411100.00

F26.1 6624116.72

128 0R183M2 10

130

140 145 150 155

170 175 180 185 190 195 200

225 230 235

[128.08183114.12

[142.07234019.58

170.1036400100.00

26.166240141.95

P HsC NH °N N CHj
o
o
o
— | | | | _m7ososemyse 1 | [75.0552003.1%5 0760310 041 | [100.05054103.82 F:4uae:sun5.3‘3
% 35 40 45 50 55 60 6 70 75 8 8 90 ©5 100 105 110 115 120 125
miz
10
1 CH
o O/ 3
» Secbumeton
0
0 N \N CH3
b |
B Pl = CHg
HeC” SNH N7 ONH
o
] o
g
H o [100.050541110.48 ~[114.06618119.97
= 157.06988112 7311 | \75’05529“14‘955735-03489““43}3\
O B B35 4 45 5 55 60 65 70 75 B 8 00 ©5 100 105 110 115 120 125
miz

40 45 150 155

170 175 180 185 190 195 200 205

220 225 230 235

National Food Institute, Technical University of Denmark

i



n(i(i

AR
!m EUROPEAN UNION REFERENCE LABORATORY

Disposition

GC-QTOF screening - MassHunter Quantitative
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EURL-CF and GC-QTOF

e TOF instrument: 7200 GC/Q-TOF,
Agilent Technologies

e GC-system: 7890B, Agilent
Technologies
— back flush,
— Gerstel PTV injector.

— Two HP-5MS Ul, 15 m, 0.250 mm dia,
0.25 mm filmtickness

— PAL autosampler system and

National Food Institute, Technical University of Denmark
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Conditions

e lonisation mode: EIl positive

e Acquisition rate: 4GHz

e Acquisition mode: Centroid or profile
e Source temperature 230 °C

e Software: MassHunter B 06.01.1312,

00943 ‘ |
1780882 | | |
o4 1 | | :
B3 | k [ } { l |
w0 R
sl Il : | | L,
2] B e w7 18 199 w0 a1 ke 183 14 b h ;: ; i 7 1 5 i ; L T L 3
Counts ve Pain i St Placaa fbh

e




< EURL fll urorcmsvwon e oo g
:

6

- 7

PCDL library ;
9

10

e Exact masses of :
pesticides and s
fragments s
e Retention time .

34
35
36
37
38
39
40
41

National Food Institute, Technical University of D #2
43

A B C D E F G H |
# Compound database
#
#
#This is a compound formula database file used by Agilent MassHunter applications.
# Copy to a different file if you wish to make changes to database contents
#You can set the version (below) to any string value.
#We recommend changing it when you update the database contents.
#
#
#Version: the most recent-one
#
#
#
#WARNING: User should not change the format of this file.
#
# Each record in this file contins 5 columns described in the last comment in this comment block.
# Retention time and Description are optional.
# Each record should be kept on an individual line.
# Fields are separated by comma. Use guotes around a field that contains a comma.

#

#The first two lines have to be comments which start with the '#' character.
#First line is 'Agilent TOF Formula data store'

#Second line is 'Version:' followed by a version number

#

# Additior comments (such as these) may be inserted on individual
# lines by specifying a '#' character at the beginning of the line
#

#

### Formu Retentior Mass Compound name

# Formula RT Mass Cpd

CAH704P1 6.901 219.9459 Diclorvos

CAH704P1 6.901 184,977 Diclorvos F1

C2H6C3P] 6.901 105.0055 Diclorvos F2

C2H3CI20 5.901 143.9299 Diclorvos F3

C12H15NC 7.182 221.1052 Carbofuran

C10H1202 7.182 164.0837 Carbofuran F1

CBHTNO2 7.182 145.0477 Carbofuran F2

CBHENO 7.182 131.0371 Carbofuran F3

C7H502 7.182  121.029 Carbofuran F4

CIAHINZC 7.261 310.0321 Diflubenzuron

C7H5NOF. 7.261 157.0339 Diflubenzuron F1

C7H30F2 7.261 141.0152 Diflubenzuron F2

CBH3F2 7.261 113.0203 Diflubenzuron F3

44 | CAH10NO: 7.933 183.0119 Acephate



Ads47 T

= =elem(G51;G454)&elem(HS1H454) &elem(151;1458) &elem|)$1;)458] &elem| KS1;KA50) &elem([51;L454) &elem|MS1;M454) &elem(NS1;N454) &elem(0S51;0454) &elem|PS1;P454) &elem|QSL;Q458) —
| A | B C D E F G H | J K L M N 0 P Q
1 Formula Retention Time Mass Compound Description C H D N (0] P S Cl F Br Si
2 12.000000  1.007325 2014102 14.003074 15934915 30973762 31972071 34.968853 18.995403 73.913333 27.976327
423 C12H70CI 28111 202.0185426 Difenoconazole 1 F3 6 12 7 1 1
424 C19H17N303CI2 28.24 405.0646968 Difenoconazole 2 6 19 17 3 3 2
425 C16H1303CI2 28.24 323.0241747 Difenoconazole 2 F1 6 16 13 3 2
426 C13H702CI2 28.24 264.9823099 Difenoconazole 2 F2 6 13 7 2 2
427 C12H70CI 28.24 202.0185426 Difenoconazole 2 F3 6 12 7 1 1
428 C22H19N03Br2 28.385 502.9731687 Deltamethrin 1 6 22 19 1 3 2
429 C7H9Br2 28385 2509071005 Deltamethrin 1 F1 6 7 9 2
430 C7H9Br 28.385 171.9887629 Deltamethrin 1 F2 6 7 9 1
431 C22H19NO3Br2 28.776 502.9731687 Deltamethrin 2 6 22 19 1 3 2
432 | CTH9Br2 28.776 250.9071005 Deltamethrin 2 F1 6 7 9 2
433 C7H9BC 28 776 1719887629 Deltamethrin 2 F2 3] 7 9 1
434 C12H9NO3CI2 12.3 284.9959486 Vinclozolin 6 12 9 1 3 2
433 C7TH3NOCI2 12.3 186.9591691 Vinclozolin F1 6 7 3 1 1 2
43¢ CO9H5NOCI2 12.3 212.9748192 Vinclozolin F2 6 9 5 1 1 2
437 C10H8NCI2 123 212.0033797 Vinclozolin F3 6 10 8 1 2
438TCTOHATEO .11 152 1201151 Carvone Tu 1o 1
439 C10H140 7.1 150.1044651 Carvone F1 10 14 1
440 C8H14 71 110.1095504 Carvone F2 8 14
441 C7TH11 711 95.08607535 Carvone F3 7 11
442 C20H32N2035 380.2133636 Carbosulfan 20 32 2 3 1
443 CBH18NS 160.1159953 Carbosulfan F1 8 18 1 1
444 C10H1102 163.0759046 Carbosulfan F2 10 11 2
445 CTH303 135.008219 Carbosulfan F3 7 3 3
446 CBH302 107.0133043 Carbosulfan F4 6 3 2
447 C12H80CI6 377.8706311 Endrin 12 8 1 6
448 CTH2CI5 260.8599136 Endrin F1 7 2 5
449 C5H50 81.03403978 Endrin F2 5 5 1
450 C12H80CIS 342.9017784 Endrin F3 12 8 1 5
451 C23H2603 350.1881947 Phenothrin 23 26 3
452 C13H110 183.08099  Phenothrin F1 13 11 1
453 COH15 123.1173755 Phenothrin F2 9 15
454 | | 0
455 0
456 0
457 0
458 0
459 0
460 0
4 4 » M| Instructions | Calculator /CSV ¥ 4] [
Marker destinationsomrade, og tryk pa Enter |@@ M 130%

National Food Institute, Technical University of Denmark




& [¥f] User Spectra
[]alu + Scan (21.661-21.691 .. min) Sub
[ Background Spectra
[F] Compounds
[F] Matched Sequences

1054

14
0.954
0.9+
0.854
0.8
0.754
074
0.654
064
0.55
054
0.454
044
0.354
034
0.254

0.154

x107 +El TIC Scan 130803st08.0

e

g5 § 95 10 195 11 115

12 125 13 135 13 145 15 155 16 165 17 175 18 185 19 195 20 205 21 215 22 235 23 235 24 245 25 285 25 265 27 275 28 285 29 295 30 305 31 315

Counts vs. Acguisition Time (min)

119 @ ox|a o
%103 |+El Scan (21.751 min) 1308039st08.0
- - ~181.1031

Extract (MS/MS) Al
Extraction Data Format
. 354
e — ol
o . |
e P —— A
Find by T: MSMS
o T 1.54 166.0789
Find by Chromatogram Deconvolution
Find by Integration 1
3 P 0. A I A Y || ) OO PP PPTTTR, FIegigioy T o L . = R A |
Fad Cotote'“ Opkens oD e n ® 10 130 10 10 10 1@ 170 10 130 20 210 200 200 200 20 20 20 20 20 30 30 B0 3 0 3 30 30 M 20 0 40 0 40 0 & @ 00 M &
Find by Formula - Chromatograms: vs. Mass-to-Charge (mz)
Find by Formula - Mass Spectra &
Find by Formula - Sample Purity
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EEREALS & FEEDING STUFF DTU
Exact masses of fragments =
rch Fast, Constrained - 76 spectra ‘

B File Search View Tools Options Window Help

d RS EEE

B e = 7

@3 | 22| [1. +E1 Sean (21.037 min]13l]9233tl]2.DL|Q| [ ala

[T 21 Sean 21,057 min) T3082...[2 (L) +E) Sean (1,985 min) 13080... 3 (L) +El Soan (21,734 mi) 13060... = 181 Name- +E| Scan (21.037 min) 130823020
f 166 MW: N/A (D 3131 DB: Text File
10 largest oeales
181955 166564 165878| 1825511 180230
1671681 179164 1781221 153 94| 152 69
? 7 7 Synonyms:
P no synonyms
Names Structures Spec List
Fri: epi; 223893 total spects ATl L iz 2 2 a2 6 407422
1
: Mame: Bifenthrin
1 Foarmula: Ca3H22CIF302
|
el = = = MWW: 422 Exact Mass: 472 126041 CASH: 82657-04-3 NISTH: 251832 |D&: 148729 DB: mainlib
T 15 | Mo | e | e —r i L Y ' e e T = 7T =TT =
s = e m=— | Other DBs: RTECS
L. R Biferthrin L
e et Contributor: MIST Mass 5 Data Center, 1958
O T T Gy A — ntrbutor: ass opectrometry Uata er, i
3 M 751 797 1.2.3Astrahydro-d-phenanthrenacetic
ch o &om meemeoie | Related CASH: 107497-60-9; 92880-79-0; 107538-32-9
5 M 755 783 2.6-Dimethyl-N-{(Z-methylpheny)phanylr - ' !
& M 720 768 1-Methylsuforyl-1.2<iphenylethane 'I D | |_': .
T e argest peaks:
g M 656 781 1.24-Tiazolidine-3,5dione, 4phenyl-1-9- -
D E L e 18159951 165322 1663721 18221601 180 78
0 M 658 747 B-Methyl-d-azaflucrene
AR e 179 641 178 561 167 53| 141 46| 152 38
L. R 4 4Dimethylbipheryl
L. R 4 4Dimethylbipheryl .
[ 4.4°Dimethylbiphem S![ 10IMYTTS
12 M 725 725 Cueybis [a-cyclopropyl{1naphthylmethyl] 2 — 1 .
a3 R 534 728 3,3 Dimethylbipheryl /\ a\,:_—:;::mu.\munwrnra-mnnnyn S £GTIOIU-3, 3, 51UV | PIOPET £, £-UITIE YICYUIUPI UG IECAIUUAYILE #
L. R 3.3Dimethylbiphenyl a & Biferthrine L
L. ™ 3.3-Dimethylbiphemyl 504 & Biphenate 3
14 M 700 727 2.2-Diphenylpropylamine 7 Biphentrin
5 M 634 725 Benzenesthanal, fmethyl S phenyl- g-g“agff;
|18 R 528 720 SHLCabazole. Smethyl- 165 10 Cyclopropanscarbaiic scid, H{1Z)-2-chlorn-3,3, Mrfiuors-1 propery}-2.2dimethyl- (Zmethyi(1 1-biphsmyl-3yiimsthyl sster, (1R 3Rsl-
t . : g:gxaza:e. xam- ” 1 ; E);:ioﬁ“r:panecamoxyﬁc acid, 3{2chloro-3,3 4rfiuaro-1-propenyl}-2 2-imethyl-, (2methyi[1,1-biphemyil-3xiimethy ester, [1a.3a(Z)-
- azole, methyl- erMite:
L. R SH-Carbazole, Hmethyl- 13 Discipline
e M SHCarbazole, Smethy- 1¢ Empawer
a7 M 524 713 (35.55.8aR)-3-Butyl-5-propyloctahydroindolizine 16.FMC 54800
|..‘ m {35.5R. BaR)-3-Butyl-5-propyloctahydroindalizine 141 17 Talstarlne
g8 R 580 714 1.1-Biphanyl, 4{1-methylethyl)- Sgy 79 15 ) | 187 295 122 472
L.ow 1 1-Bphem, 41 methylethy- gl ama_t;g&:uizﬂmanmmm.ndama\kanesca\a) L
M 689 708 Benzene, 1.1-{1-methylthiclethylidenelbis- = || (mainlib) Biferthrin Corfidence interval (Diverse functional groups): 89(507%) 382(35%) iu @
I\ Mames A_Stuctures 7 Hit List PlotText of Hit £ it of A 7
" lbSeach | OlherSeach |  Names | Compare | Libraian usMs |

|S|mp|e |S|mp|a \Rev |
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g Bifenthrin - MS Interpreter
Eile Edit View Options Help

1 e Al Y e
m=[ie1 ] [camzzcrane JMM
Lopsine || P =422

37lons |O+E| RDB Mass C|H|CI|F|O £ F @
CgCIF2 Even| 8.5 |180.96566|9 |0 [1|2|0 |~
CgHCIF30 |Even| 4.5 [180.96680|6 |1 |1 |3 |1 | \t
Cq2H2CI Even| 11.5 [180.98450(12 |2 [1][0[ 0= ci
CgH3CIFO |Even| 7.5 [180.98565|9 |3 [1]|1 |1 |
CgH4CIF202 [Even| 3.5 [180.98679(6 |4 |12 |2 °
CgF30 Even| 8.5 |180.99012|9 |0 [0 |3 |1 .
C7HsCIF3  |Even| 3.5 [181.00319|7 |5 |13 |0 o
CgHgCIO2 |Even| 6.5 [181.00563|9 |6 |1|0 |2
CqsH Even| 155 |181.00783|15 |1 |0 |0 |0
C12H2FO Even| 11.5 (181.00897(12 |2 [0 |1 |1
CgH3F202 |Even| 7.5 [181.01011|9 |3 |0| 2|2
CqoH7CIF  |Even| 6.5 [181.02203|10 |7 |1 |1 |0 |.

Mass Spe Tor C23H22CIF302; MW = 422; CAS = 82657043
[ . ;

lick/R-Click => Next/Prev fragment

e Bifentrin — mass 422.126041

National Food Institute, Technical University of Denmark



Pir
Bifenthrin - MS Interp

File Edit View Options Help

e

el ] & T e ehel o]

Structure, Maximum Dissociation = 98

miz |

mass _ [formula | loss

type [rate [abund |

166 [166.07825 | C13H10 [CgHgCIF302 + CH3 [dissociation | 0 [ 236 |

m=[166 | [czmzOFI0z |
el oowe| fo 12

32 lons O+E|RDB Mass C|H|CI|F|O
CgCIFO Odd| 8 |165.96217|8 |0 [1[1 |1
C5HCIF202 [Odd | 4 |165.96331|5 (1 |1]2 ]2
CgH2CIF3 |Odd| 4 |165.97971|6 |2 [1[3 |0
CgH3CIO2 |Odd| 7 |165.98216|8 |3 (1|02
CgF202 Odd| 8 |(165.98664|8 |0 (0|22
CgH4CIF Odd| 7 |165.99856|9 |4 [1(1]|0
CgH5CIF20 |Odd| 3 (165.99970|6 |5 [1(2 |1
CgHF3 Odd| 8 |166.00303|9 |1 (0|3 |0
C11H202 |Odd| 11 |166.00548|11 |2 (0|0 |2
CgH7CIO Odd| 6 |166.01854|9 |7 (1|01
CgHgCIFO2 |Odd| 2 |166.01969|6 |8 [1[1]|2
C12H3F Odd| 11 |166.02188|12 |3 (0|1 |0

-CH3

F F @

Mass Spectrum for C23H22CIF302; MW = 422; CAS = 82657-04-3

100

50

w50 50
For Help, press F1

Biferthrin

National Food Institute, Technical University of Denmark




Pir
Bifenthrin - MS Interp
File Edit View Options Help

e

el == A S =1 T AL R R e

miz | mass [ formula | loss [ type  [rate [abund|

165 (1/3) | 165.028259 | C7HCIF 2 | C1gHhar Oz |unspecified | WA | 231 |

el oo fo

34 lons O+E | RDB Mass C|H]|CI|F|O
C5CIF202 Even| 45 |164.95549|5 |0 (1(2]|2
CgHCIF3 Even| 45 |164.97189|6 |1 [1(3 |0
CgH2ClO2 Even| 7.5 |164.97433|8 |2 [1(0]|2
CgH3CIF Even| 7.5 |164.99073|9 |3 (1|10
CgH4CIF20 |Even| 3.5 [164.99187|6 |4 [1 |2 |1
C3H5CIF302 | + 0 |164.99302|3 |5 [1(3|2
CgF3 Even| 85 |164.99521|9 |0 (0|3 |0
C11HO2 Even| 11.5 |164.99765|11 |1 [0 (0|2
CgHgCIO Even| 6.5 |165.01072|9 |6 (1[0 |1
CgH7CIFO2 |Even| 25 [165.01188|6 |7 [1[1]2
C12H2F Even| 11.5 |165.01405(12 |2 (0 (1|0
CgH3F20 Even| 7.5 |165.01520|9 |3 (0 (2|1

.

|
s}

C

Structure, Maximum Dissociation = 98

Mass Spectrum for C23H22CIF302; MW = 422; CAS = 82657-04-3

100

50

m/z 50 &0

70
Exact melecular weight. Click to sort.

Biferthrin

National Food Institute, Technical University of Denmark




Hir) Agilent MassHunter Qualitative

fle Edit View Find Identify Spectra Chromatograms
= W N

lethod Wizards Actions Cenfiguration Tools Help

[ER R [c2) | I I AN v T e 1 3 v R o =1

B
x ||i /% Chromatogram Results

Mavigator View EE Compound Details View

{ %A Data Navigator x
ot by Dt Filo o tlQBy C[Ealoc 4l O 2B % % B m Minutes =)
=[] 1308085105 D
5 [7] User Chromatograms x108 |+E1 TIC Sean 130209st09.0
I iC s 271 13570
User Spectra gg
il + Sean (12 534-12 597 _ min) el
1l + Sean (21 631-21634 _ min) 5ol
+Soan (2168121634 _ min) 2]
ctra 51]
2
194
184
174
164
154
144 13173
T 11833 1349
11.985 12380 gy
1133 11486 - e
11013 ’
11.694
13308
12812 13407
107 1de 1ds 11 11 112 13 14 15 e 117 118 118 12 131 2 173 174 175 1de 127 128 179 1@ 131 132 133 134 135 136 137 138 139 14 141 142 143 144 s
Courts vs_Acquisition Time [min)
i [Zk Method Explorer: pesticides131216.m x z x
Chromatogram = MAlD & 1z =]
= Spectrum x105  +El Scan (11.985 min) 12080951090
Exdract (MS) 154
Extract (MS/MS) 149 179.1196
Extraction Data Format 131 1370713
124
# General | agl
Reports 14
[~ Find Compounds 039
08
Find by Targeted MSIMS i
Find by Chromatogram Desonvolution .| - 199tk
Find by Integration P 05 g
[ Find Compounds by Formula 0.4 1240678 =LA
0.2 96,9514 227 0962 N
Find by Formula - O ! 2780710
ind by Formula ptions 02d 66,0345 oo 1621277 2480399
Find by Formula - Chromsatograms 216.0453 _
i 011 s03m 109.03%8 “ ” | | | 260.0767 2035784
Find by Formula - Mass Spectra oJ U Al o 18R I N Ll (RPN 1Y AR M L. I I, A Lo imaa
Find by Formula - Sample Purity ERE] @ % 0 o o o o %0 %0 10 ko % 20 2l 20 2k 2k 2% 2 2o 2 2o b o @ ks sk AVIRIGCHH W18y 4o 4o a0 40 40 4f0 20 sho
- Counts vs. Mass-to-Charge (m/z)

National Food Institute, Technical University of Denmark
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T File Search View Tools Options Window Help R -RE
i s BRESiEEEE" « %
@|%s|= | 52| [1. +E1 Scan (11.985 min] 130803:t09.D _~| ®| & ala
[T <21 Sean (17,365 min) T3080...[2 (% <E! Scan 21,734 min) 13080... 3 (L) =El Sean (21,734 mi) 13060.. = 7 Name: +El Scan (11,885 min) 130809109.0
I — | 100 137 MW: NJA ID#: 3130 DB: Text File
H 10 largest peaks
: 179959| 137908| 199407| 152382| 304287
2 ' 7 ? 153256| 124252] 97138] 227188 93178
4 H [ ] Synomyms:
| 5ol P no synonyms.
' 152 199 ?
: - 124 304
Names p,_Structures. Spec List 66 T | 163 P 5227 23 276
229
mainlib: replib; 243893 total spectra o 2 ] | A Iu [ IJI 1250 I L 405
| 60 80 120 150 180 210 240 270 300 330 360 350
(Text Fila) <El Scan (11.985 min) 130809503 D
PlotText of Search Spectrum f_ Flol of Search Speciium_j,_Fhbexiof Spec Ll f
1
100 137 1
! 50 o 12 152 199 0
27 276
1000 900 a0 7o &0 500 400 sy P B mwens 1 oL e L 1| s 26 ET 28 o6y 7 Y0 29 405
t LA T35 Tt it Tyt i if ot + ;i t
# [ Lb | Match | RMach | Name I B A A R [ . e 185145 76 e B0 g 2 |
| 5 9 ]
gl R 967 967  Diazinone 189
L. =R Diazinone 100] 152
L. R Diazinons L 137 179
b M Diazinone = “50 B0 70 80 80 00 110 120 130 140 150 180 170 180 180 200 210 220 230 240 250 260 270 280 230 3007 310 320 330 M0 350 360 370 380 390 400 410
2 M 8 813 2-Acetoxy-Shydroxyacetophenone = <ETSean (17555 min] TI000505.0 T Tead fo Tal MF =067 TIMT =507 ~ Tiaznons
g3 R 172 770 1.1-Biphenyl, 3nitro- [\ Difference ), Head to Tail £_Sie by S=_j_Subtraction J 967 8B7R
L. r 1,1-Biphery, 3-nitro- —=
L. M 1 1-Biphenyl, Fnitro- 137 178 ( ame: Diazinons -
Formula: C12Hz1N203P, 3l
4 M 280 755 2-Acstoxy-hydroxyacstophenone 100
b 0410105 CASH. 333-41-5 NIST#: 378524 [D&: 24800 DB: replip
oM 184 731 {45.6R 3aR)-Methyl-6 propyloctahydro-1H-quinalizine Cther DBs: Fine, TSCA, RTECS, EFA, USP, HODOC, NI, EINECS, IRDB
g R 143 727 Acenaphthylene, 1,2-dihydro-5-nitro- Cortrbutor: .G . Hayward MS, Certer for Food Safety and Applisd Nutrtion, FDA, Callegs Park MD. =
L.m Acenaphthylene, 1.2-dihydro-5-nitro- Pelated CASs. 30583-38-1; 27936-40-9; 65863-03-8
7 M 75 725 145 p-Tetmmethyl-2pyimidone o 10 largest peaks.
1799591 1379911 1526111 199528] 153411
aom 258 638 144 Dodecylogy-2hydrowy phenyl}ethanone N s 933321 304259 124258 2272541 151245
g3 M 324 630 1.4-Benzenedol, 2.3 Sérmethyl- /P\ Syronyms:
L. R 1,4-Benzenediol, 2,3 Strimethyl- o7 W T Dimpyiate
gl R 281 677 Resorcinol, 2-acstyl- 152 S 2.Phospharathicic acid, O.0-disthyl O-[6-methyl-2-{1-methylsthyi-4-pyrimidiny] ester
3 Phospherathioic acid, 0.0-diethyl O-{2isopropyl & methyl-4-pyrimiding) ester
L. ™ Resorcinol, 2-acetyl- At
L m 2 §-Divydroxyacstophenane, bisftimethylsiyl) sther 13 N 5 Basudin
L m 2 6-Di enone, bisfert-bt iyl ether 54 O £ Bazudin
noM 279 673 2.4-Dibydroxyphenyl-3-phenylpropyl ketone 7 Gaanon
N acutax
prL T e . i
10.Diazinon AG 500
L R f-Mercaptopurine 124 04 11.Dicid
L. R 6-Mercaptopurine 27 12.Dimpylat
L. M 6-Mercaptopurine ug 27 13 Exedin
o Hosinmiseaf B e o € || e 8T a5
g1 R 175 658 PFiperonyl alcohol 54 16.G 301
L. R Piperonyl alcohol 260 | 289 17 G-24480
L. R Piperoryl alcohol J 18.Galssan
Coow Porory aoch o T T L I i li A { 4 19 Garden Tox
- 60 90 120 150 180 210 240 270 300 330 360 390 0 Neogidol =
L* m Piperonyl alcohol, tert-butyldimethylsih ether | iepie) Diazinone o i v
\ Hames /_Structuizs 7 Hit List PlotText of Hit /_Flot of At J
Ub Search | OtherSeach |  Nemes | Compare |  Libmian MsMS |
For Help, press F1 |Simple [Simple Rev



b [ ||

V4
Diazinone - MS Interpreter
File Edit View Options Help

D@ 4% & E[FmF| 2]

[ FomuaCalwlatr ] Structure, Maximum Dissociation = 93
m=|ﬂ lm[ mt‘z\ mass |f0rmu\a \ loss | type |H |rate \abund|

CHeieE|  Optiors E:znl :132; 42 [4204695 | C3Hg |CgH15N203PS [dissociation [-1]-15 [ 77 |

84 lons O+E| RDB Mass C|H|N|O|P | >

C702PS Even|8.5-115 |178.93566|7 |0 |0 |2 1~ o

CgN20PS Even|8.5-13.5 |178.94690(6 |0 | 2|1 |17 \P/

C7H2NOPS Odd | 812 178.95947|7 (2 |11 |1 W

CgN203P Even|8.5-11.5 |178.96465(6 |0 | 2|3 |1 S

C7HNO3S QOdd | 8-11 178.96771(7 [1 |13 |0 O

C3H4N203PS |Even|3.5-8.5 178.96802|3 (4 | 2|3 |1 J\

C110P Even12.5-13.5 |178.96868 (11 |0 |0 |1 |1 \(

CgH40PS Even|7.5-10.5 |178.97205(8 |4 |0 |1 |1

C7H2NO3P QOdd | 8-10 178.97723|7 (2 |13 |1

C1gN2P Even 12.5-15.5 |178.97981(10 |0 | 2|0 |1

CgH303S8 Even|7.5-9.5 178.98029|8 (3 |0 |3 |0.

4 m | >

Mass Spectrum for C12H21N203PS; MW = 304; CAS =333-41-5

Diazinone

100

I . N 2o | LRI o i X .
miz 40 1000 105 1100 115 1200 125 1300 135 140 145 180 185 160 185 1¥0 1¥5 180 185 190 195 200 205 210 215 220 225 230 235 240 245 250 266 260 266 2v0 Y5 2800 285 290 W95 300 H05 310
Exact molecular weight. Click to sort.

National Food Institute, Technical University of Denmark
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Diazinone - MS Interpreter

File Edit View Opticns

Help

=
—
=

i

= | ) [

Structure, Maximum Dissociation = 93

miz] mass [formula]

loss [ fype

[H [rate [abund |

42 [42.04695 [ C3Hg |CgH15N203PS [dissociation [-1 [-157 ]

7|

U] 5| 0| 8] E[F k| 22| .||
B
84 lons O+E| RDB Mass C|H|N|/O|P |

C702PS Even|8.5-11.5 |178.93566 7 |0 [0 |2 |1~
CgN20PS Even|8.5-13.5 |178.94690)/6 |0 |2 |1 | 1%
C7H2NOPS QOdd | 812 178.95947|7 |2 [1]1]1
CgN203P Even|8.5-11.5 |178.96465/6 |0 |2 |3 |1
C7HNO3S Qdd | 8-11 178.96771|7 |1 |13 |0
C3H4N203PS |Even|3.5-85 |178.96802|3 |4 |2 |3 |1
C110P Even|[12.5-13.5 |178.96868 /11 |0 |0 |1 |1
CgH40PS Even|7.5-10.5 |178.97205/8 |4 |0 |1 |1
C7H2NO3P QOdd | 8-10 178.97723|7 |2 |13 |1
C1oN2P Even[12.5-15.5 |178.97991/10 |0 |2 |0 |1
CgH3035 Even|7.5-9.5 |178.98029/8 |3 |0 |3 |0.
< n | v

[t}
Wz 40

xact molecular weight. Click to sort.

National Food Institute, Technical University of Denmark
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EUROPEAN UNION REFERENCE LABORATORY

i

e - WS Interpreter e 0

View Options Help

| ||z g w[F | F| 28| || [r=zEia -

—  formulmCalewltr ] Structure, Maximum Dissociation = 93
| lm miz | mass | formula [ Toss | type  [rate [abund)
- Opiions | ES:nt :Sga 216 (1/2) |216.012236 | C7HgN2O2PS |C5H120 |unspecified [NA | 146 |
9 lons O+E| RDB Mass |[C[H[N[O[P] >
0oPS Odd | 11-14 215.94348/10 |1 (0| 2|1~ o
I20PS Odd | 11-16 215.9547219 |1 |2 1] 1= \P’".
03S Odd | 11-15 215.96296|9 (0 |2(3 |0 %,
3NOPS Even|10.5-14.5 |215.96730(10 | 3 |1 | 1|1 °
I203P Odd | 11-14 215.97248\/9 |1 |23 |1 O
2NO3S Even|10.5-13.5 |215.97554 /10 | 2 |1 |3 |0 J\
N203PS |Odd | 6-11 215.97585/6 |5 |2 (3|1 W/
50PS Odd | 10-13 215.97987 |11 |5 |0 | 1|1
3NO3P Even(10.5-12.5 |215.98505|10 | 3 |1 |3 | 1
4035 Qdd | 10-12 215.98811|11 |4 |0 (3|0
NO3PS Even|5.5-9.5 215.98843 |7 |7 |13 |1-
m ] r

Mass Spectrum for C12H21N203PS; MW = 304; CAS —333-41.5

Diazinone

| 95 100 105 110 115 120 125 130 135 140 145 150 155 180 1E6 170 175 180 185 130 135 200 205 21N f75 230 235 240 245 50 J55 260 265 270 275 ZBD 285 230 295 300

ilar weight. Click to sort.
Nauorial FOou IrnsuuuLe, recrirnical vriversily ol veriiiark
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e

Qualitative software

i File Edit View Find Identify Spectra Chromatograms Method Wizards Actions Configuration Tools Help

=A== W P [Z])j =0 -] Al S| A ke B R BB MR B || NavigaterView |FF Compound Details View
i 74 Data Navigator x” /\ Chromatogram Results x
Sort by Data File NN R A S B [B6]% e B s Minues zlis
B03s108.0
User Chromatograms x107 +EI TIC Scan 130809st08.D
A, +TIC Scan 1
User Spectra 1059
1l + Scan (2166121691 .. min) Sub s
around Spectra 0954
LK 054
854
08
0754
074
065
08
055
054
045
044
0354
023
el 21731
02
0154
014
0054
ol
"55 & 65 7 75 & 85 9 95 10 105 11 115 12 175 13 135 12 145 15 155 16 165 17 175 18 185 19 195 20 205 21 215 22 235 23 235 24 245 35 285 25 265 27 275 28 285 29 295 30 305 31 315
Counts vs. Acquisition Time (min)
i [E Method Explorer: koniamigrant 140109.m x ||} L Spectrum Preview =
il Chromatogram e o 2 QM %ADCE 2@ =S
e x105 [+E1 Scan (21751 min) 1308098108 D
Exiract (M) i
. “121.1021
Exiract (MS/MS) o
Exdraction Data Format
15
# General L
= N
'+ Reports
25
1 Find Compounds
24
Find by Targeted MSIMS
154 166.0789
Find by Chrematogram Decanvelution
Find by Integration 1'
1 Find Compounds by Formula 054 55,0550
) ) od L Ll . . w Al
Find by Formula - Options —
50 60 70 120 130 1o 150 160 170 180 150 200 2i0 220 230 240 280 200 270 280 250 3do 3o 3o 3 b0 3B 360 3o 3k o 4bo 4o o 4l 4do B 40 40 20 5 500
Find by Formula - Chrematograms Counts vs. Mass-to-Charge (miz)
Find by Formula - Mass Spectra : |11 MS Spectrum Resuts =
Find by Formula - Sample Furity Jbe o tie@mtse 0% % 81

National Food Institute, Technical University of Denmark



HAutamatlcaIIyShawColumns [P | O Sl | 2 G | @ @ | BL ok (e o 1

o OO e OO e IO g IO OO e OO OOy OO o OO Oy IO eSO s OO OO s OO o OO oy IO SO e OO OO e OO o OO oy O oy O e OO e OO OO s OO o OO g OO e OO e OO o OO e OO o OO oy DO o IO e OO OO e OO s

ame SR RT(Tgt) v+R RT w=R Height -8 Mass (DB) ¥R Mass v Diff (DB pp ¥R  Score TR Flags (Tat) TR Flag Severity (Tat) ¥R Formula v lons ¥R File T
CEH14 CI NG L]
Atrazin F1 1072 1071 BE926 200.0703 2000712 -4.48 96.5 Pass CTHITCING 5 13092 3=t
Atrazin F2 1072 1071 19056 173.0468 173.0462 in 76.83 Pass C5HB CI NS 4 130923540
Afrazin F3 1072 1071 12054 172035 1720402 -7 59.21| low scere; ion count \warning CEHTCING 1 13092 3=t
Bromasgynil 10.06 10.038 262597 2748581 2748588 -2.55 97.19 Pass CTH3IBR2ZNO [ 13092 3=t
Clomazone F1 10.84 10.816 16023 2041025 204103 -266 57.44 Pass C12H14N 02 3 130923540
Clomazone F2 10.84 10.812 2311 1250158 1250159 -0.a4 579 Pass CTHECI 4 13092 3=t
Cyfluthrin F1 2575 25743 2109 2260668 2260673 -2.23 63.63| low score; ion count \Warning CI14HSFNO 1 13092 3=t
Cyfluthrin F2 2575 25735 9220 163.0081 163.0087 =341 88.91 Pass CTH3CI2 4 130923540
Cyfluthrin F3 2875 25745 2858 1950559 1599.0672 -6.65 68.13 low score \nfarning C13HEFO 2 13092 3=t
Cyfluthrin F4 2575 25759 923 2270746 2270741 225 74.82 low score \Warning CI4HIOFNO 2 13092 3=t
Dieldrin 16.66 16.632 4149 377.8706 3778708 -0.56 96.55 Pass C12H8Cl6 O 9 130923540
Dieldrin F1 16.66 16.639 8758 274 BTRE 274 8761 -2 28.88 Pass CBH4Cls 8 13092 3=t
Dieldrin F2 16.66 16639 13372 2608599 2608609 -368 76.51 Pass CTHZCIs 4 13092 3=t
Flufenacet 1394 13.904 603 363.0665 363.0664 022 81.24 Pass C14H13F4N3025 2 13092 3=t
Flufenacet F1 1354 13508 9049 2105789 2105796 -323 95 Pass CHHZF3IN2O2S 3 1309235t
Flufenacet F2 1354 13504 13296 151.0797 151.08 -2m 8203 Pass CHHIOF N 2 13092 3=t
Flufenacet F3 1394 13511 5285 136.0563 136.0567 -3.12 7159 Pass CBHTFN 2 13092 3=t
Metramitron 16.95 16.92 2588 2020855 202 0861 -3 866 Pass CI0HION4 O 2 130923540
Metramitron F1 16.95 16523 220 1740505 1740917 -675 792 Pass CHHI0 N4 2 13092 3=t
Metramitron F2 16.95 16.92 4 104.05 104.0501 044 86.45 Pass CTHEN 2 13092 3=t
Metramitron F3 16.95 16.917 1061 173.0827 173,084 -2.34 61.33| low score; ion count ‘\wiarning CIHI N4 1 130923540
Metribuzin F1 1232 12287 18809 1980701 198.0705 -202 28.61 Pass CBHIZN3IOS 4 13092 3=t
Metribuzin F2 1232 12287 2130 182.0388 182.0393 -2.49 93.63 Pass CTHBN3IOS 3 13092 3=t
Metribuzin F3 1232 12284 1934 144 047 144 0471 -0.75 595.25 Pass C4HEN4S 3 130923540
Molinate 2.8 8.802 1185 187.1031 187.1032 -0.38 56.99 Pass CHHITNOS 3 13092 3=t
Melinate F1 8.81 8.798 11463 126.0919 126.092 -1.19 99.28 Pass CTHIZNO 3 13092 3=t
Malinate F2 8.8 8.805 2809 98.097 98.0972 -264 91.37 Pass CEHIZN 2 130923540
Oxamyl F2 874 8718 725 1450436 1450445 -6.35 76.35 Pass CHEH3NZOS 3 13092 3=t
PFicolinafen 21 20974 314597 3760835 3760843 -2.13 96.92 Pass CI19HI1ZF4 N2 02 4 13092 3=t
PFicolinafen F1 21 20971 25213 2350558 2350558 -0.05 96.61 Pass CI12HEFIND 3 130923540
Ficolinafen F2 21 20571 40526 238.048 2380485 -3.84 60.18| low score; ion count \warning C12ZHVFINO 1 12052 3=t
Presulfocarb 1294 12522 10355 2511344 2511352 -3.33 96.32 Pass CH4HZINDS 4 13092 3=t
Presulfocarb F1 12594 12522 3045 160.0796 160.0801 -3.05 9211 Pass CTHI4NOS 3 130923540
Presulfocarb F2 1254 125922 26712 128.1075 128.1076 -0.86 93 Pass CTHI4NO 3 1309235t
Quinoclamine 134 13.388 4539 207.0087 207.0108 -9.88 81 Pass CIOHECIN D2 4 13092 3=t
Quinoclamine F1 134 13392 3570 172.0399 172.0403 -2.83 23.79 Pass CI0HEN O2 2 13092 3=t
Quinoclamine F2 134 13.352 583 144 0449 1440453 -2.36 91.14 Pass CSHENDO 2 130923540
Triflumizole F1 154 15.369 1669 278056 27810563 -1.19 92 Pass CI1ZHI12ZCIF3NO 3 13092 3=t
Triflumizole F2 154 15376 1139 287.0437 287043 244 748 low score \wWarning C12ZH3CIFI N3 3 13092 3=t
Triflumizole F3 154 15.372 1455 2059584 2059555 -5.08 59.35| low score; ion count \wiarning CBHACIFIN 1 130923540

National Food Institute, Technical University of Denmark
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Score system

e Mass Match Score is the weighted aggregate of the individual metrics
calculated when comparing an actual spectrum with a spectrum pattern
synthesized from a formula.

— Mass Spacing Score

— Mass Accuracy Score

— Mass Abundance Score
— Isotope abundance score
— Isotope spacing score

National Food Institute, Technical University of Denmark
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Picolinafen - overlapping fragments

Lo
Neachusas:

C,,H,F;NO, EVEN C,,HsFsNO, ODD

National Food Institute, Technical University of Denmark
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PESTICIDE RESIDUES IN
CEREALS & FEEDING STUFF

=
=
=

i

Picolinafen - overlapping fragments

x104

2380435

1.9+ [C12 H7 FaN O+

1.8
1.7
1.6
1.5
1.4
1.3
1.2
1.1+
14
0.9
0.2
0.7
0.6
0.5
0.4
0.3
0.2
0.1
od L J |

239.0563
[C12 HEF2N O+

C,,HgF;NO, ODD
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Picolinafen - overlapping fragments
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Low score - poor isotop pattern
Show/Hide 41 Cpd W Label TR Mame TR Formula 7+ 5Score W R Mass 7R

" } '-;I' [ - = [ ]
-- 2| Cpd 2: Picolinafen F2 | Picolinafen F2 CI1ZH7VFIND 54 51 238.06
- 3| Cpd 3: Picolinafen F1| Picolinafen F1 CIZHEFINDO 93.43 0571
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qualitative

[B] Agilent MassHunter Quantitative 140107 - Validation_Standard A 0.1_ o [E=m o
: File Edit View Analyze Method Updste Report Tools Help

P & | B3l (E AnalyzeBatch ~| @ : Layout: f3
Batch Table

H A Restore Default Layout

Sample: ] EUPT-C2 no 059 wheatspk... v &| | Sample Type: <All> ~|| Compound: Pirimiphos-methyl - ISTD: PO E
Sample Pirimiph. Pirimiphos-methyl Resulis Qualifier (276.0573) Results Qualifier (305.0962) Results
® i Name Type Level MZ RT | Resp. |Cale. Conc. | Accuracy | Mass Accuracy | Int. Metric| SiN Ratio | SIN |Mass Accuracy | Int. Metric| Ratio | S/N | Mass Accuracy | Int. Metric
PT-C2 no 053 wheat spk. 0.1 ug/ml Sample 290.0730 -3| Accepted | 3651 734 279 -2 | Accepted 58.8| 2716 -2 | Accepted
-SRME na 047 rice spk. 0.1 ugiml Sample 290.0730 -1| Accepted | 2847 784 880 -1[ Accepted
-C4 no 008 rye spk. 0.1 ug/ml Sample 290.0730 -3| Accepted | 4752 75.5( 4030 -3 | Accepted
Sample 290.0730 -2| Accepted | 1807| 745| 1445 -1] Accepted
3 Sample 290.0730] 13 -3| Accepted | 232 7121 1550 -3| Accepted |
PT-SRME no 047 rice spk. 0.1 ug/ml 40 D [ Sample 290.0730 -3| Accepted | 307 75. 527 -3 | Accepted
PT-C4 no 008 rye spk. 0.1 ug/ml 40110st12.0 | Sample 290.0730 -3| Accepted | 507 75. 12 -3 | Accepted
EUPT-CE no 207 barley spk. 0.1 ug/ml 40110st13.0 | Sample 290.0730 -3| Accepted | 4323 74 308 -2 | Accepted
Standard A Cal 3 - 0.1 ug/ml wheat 40110st14.D | Cal Cal 3 | 290.0730 104.0 -2| Accepted | 15200| 72.8| 4147 -2 | Accepted
[¥] Blank EUPT-SRME no 047 rice spk. 40110st15.0 | MatrixBlank 290.0730 -2 | Accepted 70| 66 g -3| Accepted
EUPT-C2 no 059 wheat spk. 0.1 ug/ml__| 140110st16.D | Sample 290.0730 -3[ Accq Accepted 43| 76.5] 2034 -2[ Accepted
[*] PT-SRME na 047 rice spk. 0.1 ug/ml 40110st17.0 | Sample 290.0730 -2| Accepted [ 217 771/ 3266 -1[ Accepted
PT-C4 no 008 rye spk. 0.1 ug/ml 40110st18.0 | Sample 290.0730 -3| Accepted | 1454 78.3| 2302 -2 | Accepted
EUPT-CE no 207 barley spk. 0.1 ug/ml 40110st19.0 | Sample 290.0730 L -2| Accepted | 352 76.8( 2304 -1[ Accepted
¥ | EUPT-C2 no 059 wheat spk. 0.1 ug/ml 140110st20.0 | Sample 290.0730) 13. -2| Accepted | 1459 753 4 -2| Accepted
¥ | EUPT-SRME no 047 rice spk. 0.1 ugiml | 140110st21.D | Sample 290.0730) 13. -2| Accepted | 1382 73T| M6 -2| Accepted
¥ | EUPT-C4 no 008 rye spk. 0.1 ug/ml 140110st22.D | Sample 290.0730) 13. -3 | Accepted 794 75.8| 1525 -3| Accepted
¥ | EUPT-C6 no 207 barley spk. 0.1 ugiml 140110st23.0 | Sample 290.0730) 13. -3| Accepted | 4670 7158|1728 -2 | Accepted 57.9| 2139 -2| Accepted
Standard A Cal 3 - 0.1 ug/ml wheat 140110st24.D | Cal Cal3 | 290.0730) 13.. 870 -2 | Accepted | 13439| 74.0| 3355 -2 | Accepted 57.1] 5311 -2| Accepted
O | ¥ [ Blank EUPT-C4 no D08 rye spk. 140110s25.0 | MatrixBlank 290.0730] 13. -4[ Accepted 7 EEEEIET oo | 520 E 4] Accepted
¥ | EUPT-C2 no 059 wheat spk. 0.1 ug/ml 140110st26.0 | Sample 290.0730) 13. -3| Accepted | 1384 75.2| 2251 -3| Accepted 57.4| 2405 -3| Accepted
¥ | EUPT-SRME no 047 rice spk. 0.1 ugiml | 140110st27.0 | Sample 290.0730) 13. -3| Accepted | 2757 79.4| 1631 -3| Accepted 616] 3164 -3| Accepted
¥ | EUPT-C4 no 008 rye spk. 0.1 ug/ml 140110st28.0 | Sample 290.0730) 13. -2| Accepted | 2502 744| 3491 -3| Accepted 59.3| 1436 -2| Accepted
& T CHDT A cn 3007 hmcimes cle 14 st | 4209402698 1 | Coeni o ~an nvan | 19 91 hammina | ancel  wenl oae EL—— =0 71 20m1 LE—
‘Compound Information « X |Calibration Curve -
ple t A @ ol m=[AFENS LG L S0 Ahhpisd et -0l = Typenear ~| Origin:|Include ~| Weight: None ~| 1570 [@[ee
+EIC (280.0730) Scan 140110st10.D Smeoth 290.0730 , 276.0573 | 305.0962 +Scan (13.04-12.10 min, 18 scans) 140110st10.0 Pirimiphos-methyl - 2 Levels, 2 Levels Used, 4 Peints, 4 Peints Used, 0 QCs
£ x104 13.07 min & x102 Rati 2(101.0% 2 %105 | Mass Match Score=93.6 M"+ 8 %103 y = 1862680.590716  x - 3980.250169
2 Ratio =59.1({93.8 % 2 E R"2 =0.99640023
2 1sd @ ( ) 2 1z .
a s 134 a 570700 & g TypeLinear. Origininclude, WeightNene
154 2 12 1717 2
T 124 o
1.4 3 164 551
< 114
134 g 154 5]
1.2 ERRE 144
45
114 = og 134
1 0e] 124 44
J 1.14 i
0.9 074 5
0.8 14 2]
07 064 0.9
0.6 0.5 0.8 254
0.5 044 0.7 2
044 0 081 154
03d 0.5 2121851
0.2 0.4 0.44 1
0.1 014 0.3 054
0 0 0.1 o
014 0.1 | Ll
e S MM e
122124 126 128 13 132 134 136 138 14 122124126 128 13 132 134 136 138 14 50 100 150 200 250 300 350 400 450 500 -0.02 0 002 0.04 006 008 01 012 014 016 D018 02 022 024 026 028 03 0.32 034 0
Acquisition Time (min) Acquisition Time (min) Mass-to-Charge (miz) Concentration (ng

Modified EUPT-C2 no 059 wheat spk. 0.1 ugiml  Firimiphos-methyl 58 Samples (58 tc

National Food Institute, Technical University of Denmark
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Quantitativ processing used -
qualitative

t| |EUPT-CZ no 059 wheat spk... = & | Sample Type:| <All> + | Compound: [a] Pirimiphos-methyl - ISTD: . * PoE
Sample Pirimiph... Firimiphos-methyl Results Qualifier (276.0573) Results Qualifier (305.0862) Results
| Name Data File Type Level MZ Mass Accuracy | Int. Metric| SIN Ratio | S/N | Mass Accuracy | Int. Metric| Ratio | SIN | Mass Accuracy | Int. Metric
EUPT-CZ no 053 wheat spk. 0.1 ug/ml 140110=t06.0 | Sample 290.0730 -3| Accepted | 3651 73.0] 1279 -2 | Accepted 588| 2716 -2 | Accepted
EUPT-SRME no 047 rice spk. 0.1 ugiml | 140110st07.0 | Sample 290.0730 -1| Accepted | 2B847|  78.0| 1880 -1| Accepted 554| 832 -1| Accepted
EUPT-C4 no 008 rve spk. 0.1 ugiml 140110=t08.0 | Sample 290.0730 -3| Accepted | 4752]  75.5| 4030 -3| Accepted 604| 1172 -3| Accepted
EUPT-CE no 207 barley spk. 0.1 ug/ml 140110=t09.0 | Sample 290.0730 -2| Accepted | 1B07]  745| 1445 -2 | Accepted 60.4| 1904 -1| Accepted
EUPT-CZ no 059 wheat spk. 0.1 ug/mi 140110=t10.0 | Sample 290.0730 -3| Accepted | 2324|772 1550 -2 | Accepted 59.1| 1698 -3| Accepted
EUPT-5RME no 047 rice spk. 0.1 ugiml | 140110st11.0 | Sample 250.0730 -3| Accepted | 3076  752| 1527 -3 | Accepted 55.4| 1530 -3 | Accepted
EUPT-C4 no 008 rye spk. 0.1 ugiml 140110st12.0 | Sample 250.0730 -3| Accepted | 5074 754| %12 -3 | Accepted 59.5| 1270 -3 | Accepted
EUPT-CE no 207 barley spk. 0.1 ugiml 140110st13.0 | Sample 250.0730 -3| Accepted | 4323] 742| 908 -2 | Accepted 585| 1415 -2 | Accepted
Standard A Cal 3 - 0.1 ugiml wheat 140110st14.0 | Cal Cal 3 | 290.0730 -2| Accepted | 15200] 728| £147 -2 | Accepted 56.5| 9409 -2 | Accepted
Blank EUPT-SRME no 047 rice spk. 140110st15.0 | MatrixBlank 250.0730 -2 | Accepted 0] G6E| 29 -1| Accepted 5800 39 -3 | Accepted
EUPT-CZ no 059 wheat spk. 0.1 ug/ml 140110st16.0 | Sample 250.0730 3| Accd Accepted 3| 765] 2034 -2 | Accepted 55.2| 1322 -2 | Accepted
EUPT-5RME no 047 rice spk. 0.1 ugiml | 140110st17.0 | Sample 250.0730 -2| Accepted | 2174  77.1| 3766 -1| Accepted 588 3 -1| Accepted
EUPT-C4 no 008 rye spk. 0.1 ugiml 140110=t18.0 | Sample 250.0730 -3| Accepted | 1484| 78.3| 2302 -2 | Accepted 589| 137 -2 | Accepted
EUPT-CE no 207 barley spk. 0.1 ugiml 140110=t19.0 | Sample 250.0730 -2| Accepted | 3527 T6B| 2304 -1| Accepted 55.0] 1141 -1| Accepted
EUPT-CZ no 059 wheat spk. 0.1 ug/ml 140110=t20.0 | Sample 250.0730 -2| Accepted | 1453 753| 4N -3 | Accepted 586| 805 -2 | Accepted
EUPT-5RME no 047 rice spk. 0.1 ugiml | 140110st21.0 | Sample 250.0730 -2| Accepted | 1382] 737 M6 -2 | Accepted 57.5| 1084 -2 | Accepted
EUPT-C4 no 008 rye spk. 0.1 ugiml 140110=t22.0 | Sample 250.0730 -3 | Accepted 7| 758 1525 -4 | Accepted 575 2125 -3 | Accepted
EUPT-CE no 207 barley spk. 0.1 ugiml 140110=t23.0 | Sample 250.0730 -3| Accepted | 4670 -2 | Accepted 57.9| 2133 -2 | Accepted
Standard A Cal 3 - 0.1 ug/ml wheat 140110=t24.0 | Cal Cal 3 | 250.0730 -2 | Accepted | 13439 -2 | Accepted 57.1] 5311 -2 | Accepted
Blank EUPT-C4 no 008 rye spk. 140110et25.0 | MatrixBlank 250.0730 -4 | Accepted 7 Il Lccepted 521 m 4| Accepted
EUPT-C2 no 083 wheat spk. 0.1 ug/ml 140110=t26.0 | Sample 250.0730 -3| Accepted | 1384 -3 | Accepted 57.4| 2408 -3 | Accepted
EUPT-SRME no 047 rice spk. 0.1 ugiml | 140110st27.0 | Sample 250.0730 -3| Accepted | 2757 -3 | Accepted 61.6| 3164 -3 | Accepted
EUPT-C4 no 008 rve spk. 0.1 ug/ml 140110=t28.0 | Sample 250.0730 -2 | Accepted | 2502 -3 | Accepted 59.3| 149 -2 | Accepted
CHDT € e W7 hadaar anle N1 venlaal 1AM 1N-+0 N L P N AT A Mmmmmdnd oo TEMN QAL A Mmmmmdnd F2 7| 70R4 A Mmmmmded

National Food Institute, Technical University of Denmark
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Quantitativ processing used =
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o t A Ny EMEAFENS LiL A 22 dhdpisi

2 %1044
164
154
144
134
124
114

14
0.9
0.8+
0.7 4
0.6+
0.5+
0.4+
0.24
0.2
0.1+

0

Cou

+ EIC (250.0730) Scan 140110st10.0 Smocth

13.07 min.

L .

-0.14

122 124 126 128 12 132 134 136 138 14
Acquisition Time (min)

250.0730 | 276.0573 | 305.0962

Relatrve Abundance [

%1027
134
124
114

14
0.9
0.8
0.7
0.6
0.5
0.4
0.3
0.2
0.1

Ratic =77.2(101.0 %
Ratic = 53.1 (39.3 %)

0

-0.14

122 124 126 128 13 132 134 136 138 14
Acquisition Time (min)

+ Scan (13.04-13.10 min, 18 scans) 140110st10.0

2 %108

Cou

1.8-
17-
16-
15-
144
1.3
124
1.1

14
0.9-
0.8-
0.7-
0.6-
0.5-
0.4-
0.3-
0.2-
0.1-

Mass Match Score=39.6 M™+

&7.0700

213.1851

B0 100 150 200 250 300 350 400 450 500
Mass-to-Charge (miz)

National Food Institute, Technical University of Denmark




UES IN

E RESID
& FEEDING STUFF

© Eile Edit View Analyze Method Update Report Iocols Help
3 & | Ea | [Z AnalyzeBatch - @ | Layout BF B3 BE BB [A

Restore Default Layout

Method Tasks = X |Method Table -
| New / Open Method [|l: Time segment: @ | <an= +| % | Compound: []/Penconazole  ~ Reset Table View
| Method Setup Tasks | Quantifier [
Compound Setup Name | T8 Scan Type RT
. Retention Time Setup Firimicarb 1| Scan Target
Firimiphas-methyl 1| Scan Target
2 ISTD Setup Prochloraz 1] Scan Target
ﬁ Concentration Setup Procymidone 1| Scan Target
) Fropicenazole 1| Scan Target
E Guslifer Setup Pyraclostrobin 7| Scan Target
3 Calibration Curve Setup Spiraxamin 1| Scan Target
Tebuconazole 1| Scan Target
5 Globals Setup Triademenal 1| Scan Target
[ Triflexystrobin 1| Scan Target
Trifluralin 1| Scan Target
& validate Triticonazele 1| Scan Target
Vinclezelin 1| Scan Target -
Save As Sample Information - X
K it s el Max # of panes: 2 RN [
+TIC Scan (~ /) 140110st14D
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X 178.2459 Y 62162.828

38 Compounds (38 total) 0 1STD (0 total)
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B Agilent MassHunter Quantitative Analysis - Me
Eile Edit View Apalyze Method Update Report Tools Help
O H G Analyze Batch Restore Default Layout
lethod Tasks ~ X |Method Table - x
New / Open Method Time Segment: 4= <All> ~| = | Compound: [@]|Isoprothiolane = Reset Table View
Method Setup Tasks = Al
Compound Sstup Mame Datafile | Type I Level [ Aca. Method File | Aca Date-Time §
K Retention Time Setup Stendard & Cal. | 140110st14.D | Cal | cala | 121216PestFron.. | 1/11/2014 1:03.. L
£ ISTD Setup Quantifier
Concentration Setup Name )T Sean Type RT
Isoprothiclane 1| Scan Target 16.25
L Qualfies Setup [ Azinphos-methyl 1] Sean Target 2179
¥ Calibration Curve Setup [ Azaxystrobin 1] Sean Target 2831
~|__| Bifenthrin 1| Scan Target 2079
= Globsls Setup [ Boscalic 1] Sean Target 2568
Save / Exit || Carbaxin 1| Scan Target 16.64
: || Chlorpyrifos 1| Scan Target 13.63
& Validate [ Chlorpyrifos-met.. 1] Sean Target 1232
N Cypermethrin 1| Scan Target 25.89
1 Save 3 p— T G Tarnat RS S
Save As ‘Sample Information - X
7 Bt P o @ @ % Max®of panes 2 LR [ [
TIC Scan (= ->~) 140110s114.D
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© 2
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39 Compounds (39 total) 0 1STD (0 total)
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Restore Default Layout
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0d Tasks « X |Method Table - X
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Calibration Curve Setup - [_[ Azawystrobin 1] Scan Target 23.31
~|__| Bifenthrin 1| Scan Target 20.79
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‘ Method Setup Tasks ‘ = Al
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i Ssve = Azinphos-mettyTt—— 1| Scan [ Target | 1320198 2179 i
Save As ‘Sample Information - X
Ed Eit @0 1@ B H Max#ofpanes 2 <l 2
‘ +TIC Scan (= ->~) 140110st14.D
Manual Setup Tasks ‘ 9 107 04
% New Compound R 5
FE New Qualifier 04

New Calibration Level

171 172 173 174 175

17

6 177 178 179 18 181 182 183 184 185 188 187

188 189

Acquisition Time (min)
K Delete + Scan (16.25-16.26 min, 1 scans) 140110st14.D v
‘ Outlier Setup Tasks £ "m;' saper
H i
{4 Retention Time S 45 720444
) N . 117,302
Relative Retention Time L ol ‘ M d“ 95,0852 ‘ 1615805 1eseTe
Feak Resolution n ‘ i ‘I allal ol u.m Dbl sl e T ‘ P i i ‘ i ‘ i i i ‘ ‘ i ‘
eak Symmetry
Peak S, 2000 4000 6000 8000 10000 12000 1é800 16000 18000 20000 22000 24000 26000 28000 30000 32000 34600 36000 38000 40000 42000 44000 46000 48000 50000 52000 54000
Mass-to-Ch 2
Peak Full Width Half Maximum assto-Charge (mz)
Peak Furly Compound Information - x
i Signabio Noise Raic f2je s A My EE[AEME LIR L S0 2AAAISA
= Limit Of Detection +EIC (161 8805) Scan 140110st14D 188.9678 , 161.9805 Spectrum
2 x104] 16.24 min. = %1027 Ratio=111.2 2 x108
Limit Of Quantitation 2 = 1 = .
Q554 g 114 = I
Method Detection Limit 5 ERERE -
454 5 03 1
FE Qualifier Ratio 4 = 02 5]
3.5 2 o7
E= ISTD Response 2] ERT 4
- 254 < 5
ISTD Response Fercent Deviation B ol 2]
. 154 0.3
Sample Amount 1] 02 24
Sample RSD 05 0.1
mple - 5 T 14
Blank Concentration 054 T T T T T T T 014 T T T y T T T T T T 0+ T T T r r T T T T
154 186 158 1§ 162 164 168 188 17 154 156 158 1§ 162 164 166 168 17 01 02 02 04 05 08 07 08 09
Blank Respanse v Acauisition Time (min) Acaquisition Time (min) X Values

National Food Institute, Technical University of Denmark

39 Compounds (39 total) 0 1STD (0 total)



=] Agilent MassHunter GUanG

ION REFERENCE LABORATORY

E RESIDUES IN
& FEEDING STUFF

: Eile Edit View Apalyze Method Update Report Icols Help

0O & H | B3| GE AnalyzeBatch ~| @ Restore Default Layout
Method Tasks = % [Method Table - X
\ New / Open Method |+t TimeSegment 4 <All» +| ® | Compound: [@]|Isoprothiolane  ~ Reset Table View
 Method SetypasiN | Sample =
Compoyfld Setup Mame Datafile | Type I Level [ Aca. Method File | Aca Date-Time m
i Reterfion Time Setup Stendard A Cal. | 140110st14D | Cal | cala | 121216PestFron.. | 1/11/2014 1:03..
Quantifier
1% Choentration Setup Name A Scan I Type | Mz RT
‘ﬂ ¢Jahﬁer Sewp \ ‘ : Isoprothiclane \ 1\Scan |Target \ 138.9(:'73\ 16.25
T T \ ‘ Qualifier
Setup Calibration Culle| Mz | Rel Resp | Area Sum
Y Globals ¥ 161.9805 | m2l [
*“.’Eﬂt \ ‘ Quantifier
Validate Name | 71 Scan Type I MZ RT
= &[] Azinphos-methyl | 1] Scan | Target | 132.0198] 21.79 il
Save As ‘Sample Information - X
P Eit @ & f @ @ % Maxsof panes 2
TIC Scan (= -> ) 140110st14.D
Manual Setup Tasks ‘ -:g w07 n("->7) 04
& Mew Compound R 5
T New Qualifier 01
[543 New Calibration Level " 147 1dg 149 15 151 152 153 154 155 156 157 158 159 16 161 162 163 164 165 166 167 168 169 17 171 172 173 174 175 176 177 178 179 18 181 182 183 184 185 186 187 188 189 |
Acquisition Time (min)
K Delete + Scan (16.25-16.25 min, 1 scans) 140110st14.D v
= 2 w1p3d 594
Qutlier Setup Tasks B 3
Ry
{4 Retention Time S 45 720444
) N 117,302
Relative Retention Time L I8 95,0852
o 10 A e
eak Resclution a i . |\‘! ulluly il Hu\l\l bl sl i sl Lttt ‘ ' | INTI i PR - _ _ i _ i _ _ _ i i _ i
I Peak Symmetry 2000 4000 6000 2000 10000 12000 14000 16000 18000 20000 22000 24000 26000 28000 20000 32000 34000 36000 38000 40000 42000 44000 45000 42000 50000 52000 540.00
Peak Full Width Half Maximum Massto-Charge (m'z)
Peak Furly Compound Information - x
Signab o Noise Rt e sz @y EEAfEws LiLr Snshspisl
Limit Of Detection + EIC (161 8805) Sean 1401108114 D 1389678 , 1619805 Spectrum
Limit Of Quantiat £ x104] 16.24 min. R x102] Ratio=1112 4 x10¢
iyl uantitation (3 55 § 11] ; 74
Method Detection Limit 54 = 14 > e
454 5 03 1
Qualifier Ratio 2] 2 0s 5]
15 2 o7
ISTD Response 2] TS &
STD Response Fercent Deviati 25 = o
mple Amount 1 ‘?i g;i 2
le RSD 05| 014
Fe o B A 14
Cencentration 054 T T T T T T T T T T 014 T T T y T T T T T T 0 T T T r r T T T T
154 186 158 1§ 162 164 168 188 17 154 156 158 1§ 162 164 166 168 17 01 02 03 04 05 08 07 08 09
esponse - Acquisition Time (min) Acquisition Time {min) X Values

National Food

39 Compounds (39 total) 0 1STD (0 total)

Institute, Technical University of Denmark



n(i(i

AR
!m EUROPEAN UNION REFERENCE LABORATORY

Disposition

GC-QTOF - Validation

-]
—
=

i

National Food Institute, Technical University of Denmark



m EUROPEAN UNION REFERENCE LABORATORY PESTICIDE RESIDUESIN

Validation of screening method

e QUEChERS method combined with a GC-QTOF from Agilent

e The method was validated in cereals two spike levels,
0.01 and 0.05 mg/kg

e Purpose:

—to be familiar with the instrument, be able to analyse and
process data, work with well known pesticides.

— Use the Sanco approach

National Food Institute, Technical University of Denmark

HE
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Design of validation

e 6 samples of four different types of cereal samples blank

EUPT blank test material

National Food Institute, Technical University of Denmark

Wheat

Rye

Rice

Barley

HE
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Design of validation

e Spiked at 0.01 and 0.05 mg/kg

— 5 standard mixtures called (A, B, C, D and E), containing 356
different compounds altogether.

— Not all of them can be detected on GC.

e The 24 spiked samples plus 4 blank cereal samples and 4
EUPT tests materials were extracted and cleaned up.

e Only 38 of the compounds have currently been evaluated.

e According to SANCO at least 95% of the samples should
be detected (a false-negative rate of 5% is accepted).

— This means that only 1 out of 20 spiked samples are allowed
to be non-detected.

National Food Institute, Technical University of Denmark

HE



/ 4
/dd

m' EUROPEAN UNION REFERENCE LABORATORY

PESTIC
CEREAL

Matrix

w10 7 [FETTIC Scan 14071051050

d

R

M,

Wheat

xt0 7

] Rice
:f.‘#‘__rwﬂﬁh [ “.w A A L,W Mﬂ JUVE SEPNIPEN
o 7 ETTCSEn raoTTOSs 5

] f\ ah AA_JL,n.M\ SRV P

Rye

[FETTIC Scan 140110s135-2.0

x10 7

:

E|

] Barley

3

k|

|

A A
5 6 6.5 5 8 85 9 95 10 105 1 1ns5 12 125 13 135 14 145 15 155 16 165 17 175 18 185 19 195 20 205 21 215 22 25 23 235 4 245 25 255 26 265 27 275 28 285 29 295 30 305 31 315

Counts vs. Acquisition Time (min)

National Food Institute, Technical University of Denmark

Plg



m EUROPEAN UNION REFERENCE LABORATORY PESTICIDE RESIDUESIN

Screening criteria

e DTU:
— Retention time (RT): + 0.1 min
— Mass accuracy:
e 5 ppm for at least 1 fragment ion or
e 10 ppm for at least 2 fragment ions

— Signal to noise ratio (S/N): 6
e Sanco:
— Retention time (RT): +0.2 min
— Signal to noise ratio (S/N): 3
— = 2 diagnostic ions, preferably including the (quasi) molecular
ion;

—mass accuracy < 5 ppm; at least one fragment ion

National Food Institute, Technical University of Denmark

HE



P|r|m|phos-methyl Results Qualifier (276.0573) Results  Qualifier (305.0962) Results
Name RT Area Final ConcAccuracy S/N Mass Accu Area S/N Mass Accu Area S/N Mass Accy
EUPT-C2 no 059 wheat spk. 0.05 ug/ml 13.075 39153 0.0264 3651.28 -3.2 28584 1278.97 -1.8 23008 2716.33 -2
EUPT-C2 no 059 wheat spk. 0.05 ug/ml 13.072 38369 0.026 2324.2 -3 29625 1550.49 -2.4 22663 1698.24 -3.3
EUPT-C2 no 059 wheat spk. 0.05 ug/ml 13.073 35735  0.0245 1343.28 -2.8 27321 2033.78 -2.3 21155 1322.36 -1.6
EUPT-C2 no 059 wheat spk. 0.05 ug/ml 13.073 16194 0.0141 1458.87 -2.2 12195 441.2 -3 9489 804.92 -2.4
EUPT-C2 no 059 wheat spk. 0.05 ug/ml 13.07 32961 0.0231 1383.74 -3.1 24785 2251.17 -3.3 18905 2404.96 -2.6
EUPT-C2 no 059 wheat spk. 0.05 ug/ml 13.074 32121  0.0226 4369.78 -2.3 24485 3114.78 -2 18770 1880.56 -1.3
EUPT-C4 no 008 rye spk. 0.05 ug/ml 13.074 37952  0.0257 4751.72 -2.9 28667 4029.74 -2.5 22921 1172.1 -2.8
EUPT-C4 no 008 rye spk. 0.05 ug/ml 13.071 38999 0.0263 5074.47 -3 29420 911.76 -3.1 23221 1270.08 -3.2]
EUPT-C4 no 008 rye spk. 0.05 ug/ml 13.073 35724 0.0245 1463.7 -3 27982  2302.36 -1.8 21053 1137 -2.3
EUPT-C4 no 008 rye spk. 0.05 ug/ml 13.073 31534  0.0223 794.35 -3.5 23890 1524.84 -3.9 18126  2125.3 -2.5
EUPT-C4 no 008 rye spk. 0.05 ug/ml 13.076 32737 0.0229 2501.79 -1.6 24351 3491.24 -3 19416  1495.89 -1.9
EUPT-C4 no 008 rye spk. 0.05 ug/ml 13.073 33346 0.0233 2319.11 -2.1 24888 2354.36 -2.1 20084 1222.18 -1.8]
EUPT-C6 no 207 barley spk. 0.05 ug/ml 13.073 37704  0.0256 1807.3 -1.8 28091 1445.26 -1.8 22763  1903.57 -1.5
EUPT-C6 no 207 barley spk. 0.05 ug/ml 13.073 37058  0.0253 4323.19 -2.8 27506  908.04 -1.8 21677 1415.06 -2.5
EUPT-C6 no 207 barley spk. 0.05 ug/ml 13.075 32965 0.0231 3526.99 -1.5 25306 2304.1 -1.4 19463 1141.04 -0.6|
EUPT-C6 no 207 barley spk. 0.05 ug/ml 13.072 31810 0.0224 4670.4 -2.9 24662 1727.86 -1.5 18415 2138.92 -2.3
EUPT-C6 no 207 barley spk. 0.05 ug/ml 13.076 31841  0.0225 2065.66 -2.6 23886  846.34 -2 18677 2851.06 -1.6
EUPT-C6 no 207 barley spk. 0.05 ug/ml 13.073 20225  0.0162 1979.85 -3.3 14795 773.9 -2.6 11817  834.86 -2
EUPT-SRMB6 no 047 rice spk. 0.05 ug/ml 13.073 44284 0.0291 2847.2 -1.4 34532 1879.5 -1.3 26325 891.77 -0.8|
EUPT-SRM6 no 047 rice spk. 0.05 ug/ml 13.075 43437  0.0287 3075.92 -3.2 32685 1526.54 -3.1 25795 1530.19 -2.9
EUPT-SRM6 no 047 rice spk. 0.05 ug/ml 13.075 40554  0.0271 2173.58 -1.7 31286 3265.97 -1 23856  394.38 -1.2
EUPT-SRMB6 no 047 rice spk. 0.05 ug/ml 13.073 37474 0.0255 1382.28 -2.3 27608 945.67 -2 21555 1084.01 -1.7|
EUPT-SRMB6 no 047 rice spk. 0.05 ug/ml 13.075 35014 0.0242 2757.14 -2.7 27814 1631.3 -2.9 21560 3163.66 -2.9
EUPT-SRM6 no 047 rice spk. 0.05 ug/ml 13.077 37104  0.0253 2806.35 -1.6 28705 1403.56 -1.3 22501 2165.39 -0.2
EUPT-C2 no 059 wheat spk. 0.01 ug/ml 13.073 6854 0.009 683.48 2.2 5144 575.62 2.4 3890 380.68 3.7
EUPT-C2 no 059 wheat spk. 0.01 ug/ml 13.07 6354  0.0088 722.02 -2.8 4926  227.87 -3.5 3927  367.36 -3.5
EUPT-C2 no 059 wheat spk. 0.01 ug/ml 13.074 6367  0.0088 765.17 -2.2 5060  200.18 -1.3 3772 252.95 0.6|
EUPT-C2 no 059 wheat spk. 0.01 ug/ml 13.072 6378 0.0088 536.46 -5.4 5183 380.78 -2.2 4120 493.45 -3.3
EUPT-C2 no 059 wheat spk. 0.01 ug/ml 13.074 6467  0.0088 977.58 -3 5293  595.49 -4.6 4250  464.58 -3.4
EUPT-C2 no 059 wheat spk. 0.01 ug/ml 13.073 6520  0.0089 568.07 -3.9 5259  610.78 -3.7 4041  475.94 -1.9
EUPT-C4 no 008 rye spk. 0.01 ug/ml 13.071 6646  0.0089 947.45 4.2 5286  456.55 3.2 3940  554.06 5.8
EUPT-C4 no 008 rye spk. 0.01 ug/ml 13.07 6172 0.0087 650.8 -1 4872 285.24 -2.9 3674 339.2 -1.2]
EUPT-C4 no 008 rye spk. 0.01 ug/ml 13.074 6930  0.0091 365.33 -4.4 5509 367.1 -3.9 4004  198.03 -3.6
EUPT-C4 no 008 rye spk. 0.01 ug/ml 13.075 6828 0.009 983.29 -3.5 5399 486.36 -4.8 4115 315.36 -4.1]
EUPT-C4 no 008 rye spk. 0.01 ug/ml 13.074 6420  0.0088 433.69 -4.7 5223  462.55 -4.4 3809  443.77 -3.1
EUPT-C4 no 008 rye spk. 0.01 ug/ml 13.075 6450  0.0088 868.4 -4.1 5035  411.47 -2.4 3625  373.62 -4
EUPT-C6 no 207 barley spk. 0.01 ug/ml 13.074 6841 0.009 370.19 3.9 5545 146.59 4.6 3964 381.75 5.9
EUPT-C6 no 207 barley spk. 0.01 ug/ml 13.075 6707 0.009 746.95 -2.7 5335  484.64 -1.9 3984 195.52 -2.6
EUPT-C6 no 207 barley spk. 0.01 ug/ml 13.073 6509  0.0089 1103.73 -4.6 5089  471.98 -3.6 4150 511.74 -2.9
EUPT-C6 no 207 barley spk. 0.01 ug/ml 13.075 6953  0.0091 511.84 -2.3 5442 723.35 -4.4 3813 551.36 -3.4
EUPT-C6 no 207 barley spk. 0.01 ug/ml 13.072 6711 0.009 548.35 -6.7 4969 530.79 -2.7 3827 176.45 -4.5
EUPT-C6 no 207 barley spk. 0.01 ug/ml 13.076 6531  0.0089 374.2 -4.7 4964  201.78 -5.4 3972 350.87 -5.2
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml 13.075 9614  0.0105 480.15 2.7 7403  544.11 3.5 5949  368.61 2.4
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml 13.073 8835 0.0101 606.26 -2.8 7033 347.19 -2 5247 684.4 -3
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml 13.073 8821 0.0101 684.85 -3.2 6808 452.2 -1.6 5851 387.83 -1.9
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml 13.074 9276  0.0103 972.69 -3.6 6993  326.86 -4 5330 376.24 -1.6
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml 13.074 9958  0.0107 890.19 -3.8 7746 331.17 -3.4 6121  368.32 -3.1
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml 13.073 8784 0.0101 260.19 -2.6 7154 611.4 -2.7 5606 373.43 -1.9
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Pirimiphos-methyl Results

RT
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EUPT-C2 no 059 wheat spk. 0.05 ug/ml
EUPT-C2 no 059 wheat spk. 0.05 ug/ml
EUPT-C2 no 059 wheat spk. 0.05 ug/ml
EUPT-C2 no 059 wheat spk. 0.05 ug/ml
EUPT-C4 no 008 rye spk. 0.05 ug/ml
EUPT-C4 no 008 rye spk. 0.05 ug/ml
EUPT-C4 no 008 rye spk. 0.05 ug/ml
EUPT-C4 no 008 rye spk. 0.05 ug/ml
EUPT-C4 no 008 rye spk. 0.05 ug/ml
EUPT-C4 no 008 rye spk. 0.05 ug/ml
EUPT-C6 no 207 barley spk. 0.05 ug/ml
EUPT-C6 no 207 barley spk. 0.05 ug/ml
EUPT-C6 no 207 barley spk. 0.05 ug/ml
EUPT-C6 no 207 barley spk. 0.05 ug/ml
EUPT-C6 no 207 barley spk. 0.05 ug/ml
EUPT-C6 no 207 barley spk. 0.05 ug/ml
EUPT-SRMB6 no 047 rice spk. 0.05 ug/ml
EUPT-SRM6 no 047 rice spk. 0.05 ug/ml
EUPT-SRM6 no 047 rice spk. 0.05 ug/ml
EUPT-SRMB6 no 047 rice spk. 0.05 ug/ml
EUPT-SRMB6 no 047 rice spk. 0.05 ug/ml
EUPT-SRM6 no 047 rice spk. 0.05 ug/ml

EUPT-C2 no 059 wheat spk. 0.01 ug/ml
EUPT-C2 no 059 wheat spk. 0.01 ug/ml
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EUPT-C2 no 059 wheat spk. 0.01 ug/ml
EUPT-C2 no 059 wheat spk. 0.01 ug/ml
EUPT-C2 no 059 wheat spk. 0.01 ug/ml
EUPT-C4 no 008 rye spk. 0.01 ug/ml

EUPT-C4 no 008 rye spk. 0.01 ug/ml

EUPT-C4 no 008 rye spk. 0.01 ug/ml

EUPT-C4 no 008 rye spk. 0.01 ug/ml

EUPT-C4 no 008 rye spk. 0.01 ug/ml

EUPT-C4 no 008 rye spk. 0.01 ug/ml

EUPT-C6 no 207 barley spk. 0.01 ug/ml
EUPT-C6 no 207 barley spk. 0.01 ug/ml
EUPT-C6 no 207 barley spk. 0.01 ug/ml
EUPT-C6 no 207 barley spk. 0.01 ug/ml
EUPT-C6 no 207 barley spk. 0.01 ug/ml
EUPT-C6 no 207 barley spk. 0.01 ug/ml
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml

Pirimiphos-methyl Results

RT

13.075
13.072
13.073
13.073

13.07
13.074
13.074
13.071
13.073
13.073
13.076
13.073
13.073
13.073
13.075
13.072
13.076
13.073
13.073
13.075
13.075
13.073
13.075
13.077

13.073

13.07
13.074
13.072
13.074
13.073
13.071

13.07
13.074
13.075
13.074
13.075
13.074
13.075
13.073
13.075
13.072
13.076
13.075
13.073
13.073
13.074
13.074
13.073

Area

39153
38369
35735
16194
32961
32121
37952
38999
35724
31534
32737
33346
37704
37058
32965
31810
31841
20225
44284
43437
40554
37474
35014
37104

6854
6354
6367
6378
6467
6520
6646
6172
6930
6828
6420
6450
6841
6707
6509
6953
6711
6531
9614
8835
8821
9276
9958
8784

0.0264

0.026
0.0245
0.0141
0.0231
0.0226
0.0257
0.0263
0.0245
0.0223
0.0229
0.0233
0.0256
0.0253
0.0231
0.0224
0.0225
0.0162
0.0291
0.0287
0.0271
0.0255
0.0242
0.0253

0.009
0.0088
0.0088
0.0088
0.0088
0.0089
0.0089
0.0087
0.0091

0.009
0.0088
0.0088

0.009

0.009
0.0089
0.0091

0.009
0.0089
0.0105
0.0101
0.0101
0.0103
0.0107
0.0101

Final ConcAccuracy S/N

3651.28

2324.2
1343.28
1458.87
1383.74
4369.78
4751.72
5074.47

1463.7

794.35
2501.79
2319.11

1807.3
4323.19
3526.99

4670.4
2065.66
1979.85

2847.2
3075.92
2173.58
1382.28
2757.14
2806.35

683.48
722.02
765.17
536.46
977.58
568.07
947.45
650.8
365.33
983.29
433.69
868.4
370.19
746.95
1103.73
511.84
548.35
374.2
480.15
606.26
684.85
972.69
890.19
260.19

Mass AccuArea
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-3
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-2.8
-3.2
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-2.6

28584
29625
27321
12195
24785
24485
28667
29420
27982
23890
24351
24888
28091
27506
25306
24662
23886
14795
34532
32685
31286
27608
27814
28705

5144
4926
5060
5183
5293
5259
5286
4872
5509
5399
5223
5035
5545
5335
5089
5442
4969
4964
7403
7033
6808
6993
7746
7154

1278.97
1550.49
2033.78
441.2
2251.17
3114.78
4029.74
911.76
2302.36
1524.84
3491.24
2354.36
1445.26
908.04
2304.1
1727.86
846.34
773.9
1879.5
1526.54
3265.97
945.67
1631.3
1403.56

575.62
227.87
200.18
380.78
595.49
610.78
456.55
285.24

367.1
486.36
462.55
411.47
146.59
484.64
471.98
723.35
530.79
201.78
544.11
347.19

452.2
326.86
331.17

611.4

Qualifier (276.0573) Results
S/N
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-2.6
-1.3
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Mass AccuArea

23008
22663
21155

9489
18905
18770
22921
23221
21053
18126
19416
20084
22763
21677
19463
18415
18677
11817
26325
25795
23856
21555
21560
22501

3890
3927
3772
4120
4250
4041
3940
3674
4004
4115
3809
3625
3964
3984
4150
3813
3827
3972
5949
5247
5851
5330
6121
5606

2716.33
1698.24
1322.36
804.92
2404.96
1880.56
1172.1
1270.08
1137
2125.3
1495.89
1222.18
1903.57
1415.06
1141.04
2138.92
2851.06
834.86
891.77
1530.19
394.38
1084.01
3163.66
2165.39

380.68
367.36
252.95
493.45
464.58
475.94
554.06

339.2
198.03
315.36
443.77
373.62
381.75
195.52
511.74
551.36
176.45
350.87
368.61

684.4
387.83
376.24
368.32
373.43

Qualifier (305.0962) Results

S/N Mass Accy
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P|r|m|phos-methyl Results Qualifier (276.0573) Results  Qualifier (305.0962) Results
Name RT Area Final ConcAccuracy S/N Mass Accu Area S/N Mass Accu Area S/N Mass Accy
EUPT-C2 no 059 wheat spk. 0.05 ug/ml 13.075 39153  0.0264 3651.28 3.2 28584 1278.97 -1.8 23008 2716.33 -2
EUPT-C2 no 059 wheat spk. 0.05 ug/ml 13.072 38369  0.026 2324.2 -3 29625 1550.49 224 22663 1698.24 3.3
EUPT-C2 no 059 wheat spk. 0.05 ug/ml 13.073 35735  0.0245 1343.28 -2.8 27321 2033.78 223 21155 1322.36 -1.6
EUPT-C2 no 059 wheat spk. 0.05 ug/ml 13.073 16194 0.0141 1458.87 222 12195 4412 -3 9489  804.92 2.4
EUPT-C2 no 059 wheat spk. 0.05 ug/ml 13.07 32961 0.0231 1383.74 .31 24785 2251.17 -33 18905 2404.96 -2.6
EUPT-C2 no 059 wheat spk. 0.05 ug/ml 13.074 32121  0.0226 4369.78 223 24485 3114.78 -2 18770 1880.56 -1.3
EUPT-C4 no 008 rye spk. 0.05 ug/ml 13.074 37952  0.0257 4751.72 -2.9 28667 4029.74 25 22921 11721 2.8
EUPT-C4 no 008 rye spk. 0.05 ug/ml 13.071 38999  0.0263 5074.47 -3 29420 91176 3.1 23221 1270.08 3.2
EUPT-C4 no 008 rye spk. 0.05 ug/ml 13.073 35724  0.0245 1463.7 -3 27982 2302.36 -1.8 21053 1137 2.3
EUPT-C4 no 008 rye spk. 0.05 ug/ml 13.073 31534  0.0223 794.35 -3.5 23890 1524.84 3.9 18126  2125.3 -2.5
EUPT-C4 no 008 rye spk. 0.05 ug/ml 13.076 32737  0.0229 2501.79 -1.6 24351 3491.24 -3 19416 1495.89 -1.9
EUPT-C4 no 008 rye spk. 0.05 ug/ml 13.073 33346  0.0233 2319.11 2.1 24888 2354.36 21 20084 1222.18 -1.8 I:I -5
EUPT-C6 no 207 barley spk. 0.05 ug/ml 13.073 37704  0.0256 1807.3 -1.8 28091 1445.26 -1.8 22763 1903.57 -1.5
EUPT-C6 no 207 barley spk. 0.05 ug/ml 13.073 37058  0.0253 4323.19 -2.8 27506  908.04 -1.8 21677 1415.06 -2.5
EUPT-C6 no 207 barley spk. 0.05 ug/ml 13.075 32965  0.0231 3526.99 -1.5 25306  2304.1 -1.4 19463 1141.04 -0.6
EUPT-C6 no 207 barley spk. 0.05 ug/ml 13.072 31810  0.0224 4670.4 229 24662 1727.86 -1.5 18415 2138.92 2.3 I:I >5
EUPT-C6 no 207 barley spk. 0.05 ug/ml 13.076 31841  0.0225 2065.66 -2.6 238386  846.34 -2 18677 2851.06 -1.6
EUPT-C6 no 207 barley spk. 0.05 ug/ml 13.073 20225  0.0162 1979.85 -33 14795  773.9 226 11817 834.86 -2
EUPT-SRM6 no 047 rice spk. 0.05 ug/ml 13.073 44284  0.0291 2847.2 -1.4 34532 1879.5 13 26325 89177 -0.8
EUPT-SRM6 no 047 rice spk. 0.05 ug/ml 13.075 43437  0.0287 3075.92 3.2 32685 1526.54 -3.1 25795 1530.19 2.9
EUPT-SRM6 no 047 rice spk. 0.05 ug/ml 13.075 40554  0.0271 2173.58 -1.7 31286 3265.97 -1 23856  394.38 -1.2
EUPT-SRM6 no 047 rice spk. 0.05 ug/ml 13.073 37474  0.0255 1382.28 2.3 27608  945.67 -2 21555  1084.01 -1.7,
EUPT-SRM6 no 047 rice spk. 0.05 ug/ml 13.075 35014  0.0242 2757.14 -2.7 27814 16313 -2.9 21560 3163.66 -2.9
EUPT-SRM6 no 047 rice spk. 0.05 ug/ml 13.077 37104  0.0253 2806.35 -1.6 28705 1403.56 413 22501 2165.39 -0.2
EUPT-C2 no 059 wheat spk. 0.01 ug/ml 13.073 6854  0.009 683.48 2.2 5144  575.62 2.4 3890  380.68 3.7
EUPT-C2 no 059 wheat spk. 0.01 ug/ml 13.07 6354  0.0088 227.87 3.5 3927 367.36 -3.5
EUPT-C2 no 059 wheat spk. 0.01 ug/ml 13.074 6367  0.0088 200.18 -1.3 3772 252.95 0.6
EUPT-C2 no 059 wheat spk. 0.01 ug/ml 13.072 6378  0.0088 380.78 2.2 4120 493.45 -3.3
EUPT-C2 no 059 wheat spk. 0.01 ug/ml 13.074 6467  0.0088 595.49 -4.6 4250  464.58 3.4
EUPT-C2 no 059 wheat spk. 0.01 ug/ml 13.073 6520  0.0089 610.78 3.7 4041 475, ;
EUPT-C4 no 008 rye spk. 0.01 ug/ml 13.071 6646  0.0089 947.45 42 5286  456.55 3.2 3940 b >
EUPT-C4 no 008 rye spk. 0.01 ug/ml 13.07 6172 0.0087 650.8 -1 4872 285.24 -2.9 3674 .
EUPT-C4 no 008 rye spk. 0.01 ug/ml 13.074 6930  0.0091 365.33 -4.4 5509  367.1 -3.9 4004
EUPT-C4 no 008 rye spk. 0.01 ug/ml 13.075 6828  0.009 983.29 3.5 5399  486.36 4.8 4115
EUPT-C4 no 008 rye spk. 0.01 ug/ml 13.074 6420  0.0088 433.69 4.7 5223 462.55 4.4 3809
EUPT-C4 no 008 rye spk. 0.01 ug/ml 13.075 6450  0.0088 868.4 4.1 5035 411.47 2.4 3625
EUPT-C6 no 207 barley spk. 0.01 ug/ml 13.074 6841  0.009 370.19 3.9 5545  146.59 46 3964
EUPT-C6 no 207 barley spk. 0.01 ug/ml 13.075 6707  0.009 746.95 2.7 5335 484.64 -1.9 3984
EUPT-C6 no 207 barley spk. 0.01 ug/ml 13.073 6509  0.0089 471.98 3.6 4150
EUPT-C6 no 207 barley spk. 0.01 ug/ml 13.075 6953  0.0091 723.35 -4.4 3813
EUPT-C6 no 207 barley spk. 0.01 ug/ml 13.072 6711  0.009 530,78 3827
EUPT-C6 no 207 barley spk. 0.01 ug/ml 13.076 6531  0.0089 2¢ 3972
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml 13.075 9614  0.0105 54 5949
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml 13.073 8835  0.0101 347.19 -2 5247
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml 13.073 8821  0.0101 452.2 -1.6 5851
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml 13.074 9276  0.0103 326.86 -4 5330
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml 13.074 9958  0.0107 331.17 -3.4 6121
EUPT-SRM6 no 047 rice spk. 0.01 ug/ml 13.073 8784  0.0101 611.4 2.7 5606
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PESTICIDE RESIDUES IN
CEREALS & FEEDING STUFF
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Spike level, mg/kg 0.01 0.01 0.05 0.05
No. of detects with mass accuracy
Molecular
or

fragment SDL,
Mass accuracy difference ion* <5ppm <10ppm <5ppm <10ppm mg/kg
Pirimiphos-methyl 1 22 24 24 24 0.01
Pirimiphos-methyl 2 23 24 24 24
Pirimiphos-methyl 3 21 24 24 24

National Food Institute, Technical University of Denmark
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Validation results — spike experiments

e SDL =0.01 mg/kg (17)

— Bifenthrin, Chlorpyrifos, Chlorpyrifos-methyl, Diazinon,
Fenitrothion, Fipronil, Flutriafol, Iprodione, Krexoxim-methyl,
Malathion, Methacrifos, Penconazole, Pirimicarb, Pirimiphos-
methyl, Propiconazole, Trifluralin and Vinclozolin

e SDL = 0.05 mg/kg (19)

— Azoxystrobin, Boscalid, Carboxin, Cypermethrin, Cyprodinil,
Diclorvos, Difenoconazole, Epoxiconazole, Fenbuconazole,
Lambda-cyhalothrin, Pendimethanil, Prochloraz, Procymidone,
Pyraclostrobin, Spiroxamin, Tebuconazole, Triademenol,
Trifloxystrobin, Triticonazole

e Not validated (2)
— Azinphos-methyl, Metconazole

National Food Institute, Technical University of Denmark
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Validation results — PT test material

e The test materials contained 46 residues of 27 different
pesticides.

» All pesticides were detected apart from one residue of
lambda-cyhalothrin.

—assigned value = 0.25 mg/kg; SDL = 0.05 mg/kg
« No false positive results were seen.

National Food Institute, Technical University of Denmark
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Pirimiphos-methyl Results Qualifier (276.0573) Results ~ Qualifier (305.0962) Results
Name RT Area Final ConcAccuracy S/N Mass Accu Area S/N Mass Accu Area S/N Mass Accu
EUPT-C2 no 003 wheat 13.07 158 0.0054 1099 136 164 10.79 7.7 9 959 5.2
EUPT-S5 no 105 13.077 26638  0.0197 2974.89 0.7 20537 2572.68 16 15078  1740.4 0.4
EUPT-C4 no 143 rye 13.076 32283  0.0227 2519.07 24 23981 3377.95 41 18355 2167.42 4.1
EUPT-C6 no 032 barleyspk 12.634 20 0.0054 0.17 88 13 021 -84 10 0.6 995

National Food Institute, Technical University of Denmark
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Pirimiphos-methyl Results Qualifier (276.0573) Results ~ Qualifier (305.0962) Results
Name RT Area Final ConcAccuracy S/N Mass Accu Area S/N Mass Accu Area S/N Mass Accu
EUPT-C2 no 003 wheat 13.07 158 0.0054 1099 136 164 10.79 7.7 9 959 5.2
EUPT-S5 no 105 13.077 26638  0.0197 2974.89 0.7 20537 2572.68 16 15078  1740.4 0.4
EUPT-C4 no 143 rye 13.076 32283  0.0227 2519.07 24 23981 3377.95 41 18355 2167.42 4.1
EUPT-C6 no 032 barleyspk 12.634 20 0.0054 0.17 88 13 021 -84 10 0.6 995

National Food Institute, Technical University of Denmark
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Pirimiphos-methyl Results Qualifier (276.0573) Results ~ Qualifier (305.0962) Results
Name RT Area Final ConcAccuracy S/N Mass Accu Area S/N Mass Accu Area S/N Mass Accu
EUPT-C2 no 003 wheat 13.07 158 0.0054 1099 136 164 10.79 7.7 9 959 5.2
EUPT-S5 no 105 13.077 26638  0.0197 2974.89 0.7 20537 2572.68 16 15978  1740.4 0.4
EUPT-C4 no 143 rye 13.076 32283  0.0227 2519.07 24 23981 3377.95 41 18355 2167.42 4.1
EUPT-C6 no 032 barleyspk 12.634 20 0.0054 0.17 5799 13 021 -84 10 0.6 995

National Food Institute, Technical University of Denmark
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Pl rrm |p h OS'methyl Resu |tS Qualifier (276.0573) Results  Qualifier (305.0962) Results

Name RT Area Final ConcAccuracy S/N Mass Accu Area S/N Mass Accu Area S/N Mass Accu
EUPT-C2 no 003 wheat 13.07 158 0.0054 10.99 13.6 164 10.79 7.7 99 9.59 5.2
EUPT-S5 no 105 13.077 26638 0.0197 2974.89 0.7 20537 2572.68 1.6 15978 1740.4 0.4
EUPT-C4 no 143 rye 13.076 32283 0.0227 2519.07 2.4 23981 3377.95 4.1 18355 2167.42 4.1
EUPT-C6 no 032 barleyspk 12.634 20 0.0054 0.17 5708 13 0.21 -8.4 10 06 995

National Food Institute, Technical University of Denmark
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Validation results — PT test material

Qualifier (276.0573) Results

Qualifier (305.0962) Results

S/N pASS ACCTArea S/N SS
10.7 99 9. 5.2
2572.68 "o 15978 1740.4
3377.95 4.1 18355 2167.42 4.1
0.21 -8.4 10 0.6 99.5

Pirimiphos-methyl Results
Name RT Area Final ConcAccuracy S/N pATSS ACCOArea
EUPT-C2 no 003 wheat 13.07 158 0.0054 10.9 % 164
EUPT-S5 no 105 13.077 26638  0.0197 2974.89 o7 20537
EUPT-C4 no 143 rye 13.076 32283  0.0227 2519.07 24 23981
EUPT-C6 no 032 barleyspk 12.634 20 0.0054 0.17 88 13
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