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EUPT-FV-SMO7

European Proficiency Test FV-SM07

ERLFVO,

ACTIVITY DATE

Publishing the Calendar and Matrix on the Web page. 17th December 2014
Receiving Application Form from invited laboratories. 12th Jan-13th Feb 2015
Specific Protocol published on the Web site. 23" Feb 2015 at the latest
Sample distribution. 16th March 2015

Deadline for receiving results: Fill in “Results Page” 72 hours after receiving the

sample
Preliminary Report: only results, no statistical treatment. April 2015
Final Report distributed to the Laboratories. December 2015

EUPT-SMO7 Results European Union Proficiency Test in Fruits and Vegetables - Screening Methods 07



Participation EUPT-FV-SM07
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EUPT-FV-SMO07- Participants with reported results

Austria 1 ltaly 9

Belgium 2 Kenia 1

China 1 Latvia 1

Croatia 1 Poland 2
Cyprus 1 Romania 2
Czech Republic 3 Serbia 1

Denmark 1 Slovenia 1

Egypt 1 Spain 13
Estonia 1 Sweden

Finland 1 Switzerland 1

France 5 The Netherlands 2
Germany 9 Turkey 1

Greece 2 UK 1

Hungary 4
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EUPT-FV-SM07

t FV-SM07

Pesticides used for the treatment

Carbetamide Flubendiamide
Chlorothalonil Imidacloprid
Deltamethrin Metosulam
Diafenthiuron Pencycuron
Dicrotophos Prochloraz

Dinocap Promecarb
Fluazifop-P-butyl Spirotetramat
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Pesticides used for the treatment

EUPT-FV-SMO7

European Proficiency Test FV-SM07
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PESTICIDE ESTIMATED CONCENTRATION (mg/kQg)

Carbetamide 0,085
Chlorothalonil 0,095
Deltamethrin 0,079
Diafenthiuron* 0,012*
Dicrotophos 0,056
Dinocap 0,105
Fluazifop-P-butyl 0,122
| Flubendiamide 0147 |
Imidacloprid 0,108
Metosulam 0,076
Pencycuron 0,061
Prochloraz 0,049
Promecarb 0,023
Spirotetramat 0,060
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European Proficiency Test FV-SM07
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Homogeneity

- The homogeneity in the treated sample was studied using

the 2006 Harmonised Protocol.

20 extracts

-The sampling standard deviation of all the pesticides must be
lower than the critical value.

2
Ssample <c

Spirotetramat did not pass the homogeneity test
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== ERLFVES
Stability

ISO 13528. Annex B

Sub-samplel

Sub-sample 2

Sub-sample 3

Sub-sample 4

Sub-sample &5

Sub-sample 6
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== ERLFVES
Stability

ISO 13528. Annex B

1t Analysis - prior to the sample shioment
2nd Analysis - after the deadline for reporting results

39 Analysis - reproducing the delivery conditions that
the samples experienced during 48 hours

| X, -Vy;| £0.3%0

Diafenthiuron didn’t pass the stability test
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Diafenthiuron EUPT-FV-SM07

EURL-FV
Std Diafenthiuron in AcN MG CH,
Yo,
NH
s
CH,HN  CH,
Freezer
H,C CH,
4, E+06 -
* *
4 E+06 - * o
3,E+06 - O
3,E+06 -
2,E+06 -
2,E+06 -
L 2
1,E+06 -
5,E+05 -
O,E+OO T T T T T T T 1
0 50 100 150 200 250 300 350 400
Min Room temperature
4, E+06 -
4,E+06 - *
L 2
3,E+06 -
L 2
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1,E+06 -
5E+05 -
0,E+00 ¢ . . . . . . .
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EUPT-FV-SMO7

D ia fe n t h i U ro n European Proficiency Test FV-SM07
ERLFVP”H»
Std. Diafenthiuron (AcN:Water,20:80) MG o,
“—CH,
NH
S
CH,HN  CH,
4,E+06 - . N,
H
4,E+06 - . ¢ * * f : 3
L 2
3,E+06 - o
3,E+06 - . \©
“Old” std solution
2,E+06 -
2,E+06 -
L 4
1,E+06 -
5,E+05 -
5,E+06 -
0,E+00 T T T T T 1 '
0 100 200 300 400 500 600 4,E+06 - . . . . ¢
Min 4.E+06 - ¢
' New std solution
3,E+06 -
2,E+06 -
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1,E+06 -
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0,E+00 T T T T T )
0 100 200 300 400 500 600
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Diafenthiuron EUPTFVSMQ]

"EWRLFVOH»

Std Diafenthiuron in Broccoli extract dilx5 (AcN:Water,20:80) ™%
NH>=S
CH,HN  CH,
3,E+04 H,C CH,

2,E+04 -

2,E+04 -

1,E+04 -

5,E+03 -

0,E+00 . . . . . . )
0 50 100 150 200 250 300 350
Min
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Diafenthiuron

H,C, CH,
—CH,
NH>=
S
= 250000 CHHN  CH,
g H,C CH,
150000
—e—solvent AcN
——AcN/H20
100000 ~Broccoli .
|
50000
O T T T T T T 1
0 50 100 150 200 250 300 350
min
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Diafenthiuron EUPT-FV-3MO7

EURL-FV
Std Diafenthiuron different matrices dilx5 MG oH
YecH,
. NH
Broccoli Leek )=s
CH,HN  CH,
1,E+05 3,E+05
1,E+05 2,E+05 -
8,E+04
2,E+05 -
6,E+04
1,E+05 -
4,E+04
2,E+04 5E+04 7
0,E+00 . 0,E+00 . T T .
400 0 100 200 300 400
Min
Green Peeper
3,E+05 8,E+03 -
3,E+05 7,E+03 R
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2,E+03 - * *
5,E+04 1 E+03 -
0,E+00 T 1 0,E+00 T T T |
0 100 200 300 400 0 100 200 300 400
Min Min
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EURL-FV

Std Diafenthiuron in broccoli dilx5 at different pH

Diafenthiuron

pHS
25000 80000
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0 T T T T T T 1 0
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European Proficiency Test FV-SM07
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>L-CH3
NH
pH9 —s
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Diafenthiuron
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Co3H3N,0S , C3H3N,0,5
385.2308 Diafenthiuron (1) Sulfomenoxide ( 1V) 401.2257

C,3H3N,0,
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Diafenthiuron
ERLFVS >

LC-Q-TOF-MS

x10 5 |+ESI EIC(401.2257) Scan Frag=360.0V 50ppb_Brocoli_Citricox5_3.d

8| Standard in Broccoli extract |
7] | Urea

) | [M+H]* =369.2536

|

‘\Sulfomonoxide

Diafenthiuron

L A

48 49 5 51 52 53 54 55 56 57 58 59 6 61 62 63 64 65 66 67 68 69 7 71 72 73 74 715 76 77 718 79
x10 5 |+ESI EIC(369.2536) Scan Frag=360.0V R1_Brocoli_Citricox5_3.d

Recovery Test Broccoli | [M+H]*=369.2536

| Urea

2 Sulfomonoxide \

| Diafenthiuron

025 A \; x i

48 49 5 51 52 53 54 55 56 57 58 59 6 61 62 63 64 65 66 67 68 69 7 71 72 73 74 75 76 77 718 79
Counts vs. Acquisition Time (min)
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RESULTS
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EUPT-FV-SMO7

European Proficiency Test FV-SM07

Resulis

14 Pesticides= 2+5+

14 Evaluated Pesticides
/0 Laboratories

Carbetamide
Chlorothalonil
Deltamethrin
Diafenthiuron
Dicrotophos
Fluazifop-P-butyl
Flubendiamide
Imidacloprid
Metosulam
Pencycuron
Prochloraz

Total Number of
Reported Pesticides

% of Reported
Pesticides
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* Only for informative purposes, not for evaluation
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EUPT-FV-SMO7

European Proficiency Test FV-SM07

ERLFVS S
Results

% of SM07% of Reported Pesticides
Reports (70 Laboratories Reported Data)
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EUPT-FV-3M07

Results
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SMO07 % of Reported Pesticides

(12 Pesticides 70 Laboratories)

Lab076
Lab074
Lab059
Lab040
Lab034
Lab032
Lab030
Lab027*
Lab024
Lab021
Lab016
Lab014
Lab0Q11*
Lab005*
Lab078
Lab072
Lab071
Lab070
Lab0s67
Lab058*
Lab049
Lab047
Lab044*
Lab045*
Lab044
Lab028
Lab023
Lab022*
Lab019?
Lab013
Lab012
Lab00é
Lab004
LabQ01*
Lab0é1
Lab043
Lab042*
Lab035
Lab00?*
Lab003*

Lab0é8*
Lab0é5
Lab025*
Lab017
LabQ75*
Lab051
Lab015
LabQ77
Lab073
Lab062
Lab053
Lab055
Lab060
Lab037
Lab0éé
Lab052
Lab048
Lab002
Lab063
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EUPT-FV-SMO7

European Proficiency Test FV-SM07

== ERLFVES
Resulis

Pesticides reported by 3 or more laboratories

« Dimefuron

« Metamitron

« Monochrotofos
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EUPT-FV-SMO7

European Proficiency Test FV-SM07

Sample 34 SM07 analysed by LC-QToF-MS$S

+ESI EIC(203.0927) Scan Frag=360.0V SM07_Sample34A_Dilx5.d

|

x Metamitron (exact mass 203.0927)

+ESI EIC(224.0682) Scan Frag=360.0V SM07_Sample34A_Dilx5.d
1

Ll

x Monocrotophos (exact mass 224.0682) |,

+ESI EIC(339.1218) Scan Frag=360.0V SM07_Sample34A_Dilx5.d

1

? Dimefuron (exact mass 339.1218) -
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EUPT-FV-SMO7

Dim e fU r o n European Proficiency Test FV-SM07

Best w8 ID Souwce W8 Hame w8 B Species W8 Score ¥V A Diff [ppm] W8 Score [MFG] w8
3 [t+H]+

[hd+H )+ 339.1207
CaH14M1205 [hd+H )+ 339.1207
(C12 Has N Oy SJ+H)+ C24H185 [hd+H )+ 3391207
CIEH14 NED3 [+H]+ 3391207

336.1080 |

No coincidence at the isotopic pattern

338.3416

337.1077 341.1567
349.2378

Lo | 07 U aspaee VP ssaoers 82100 9509090 |

335.0989 ‘ . | | ‘ I M2159 3430450 3442206 3451729 3462578 3472218 348.2168 !

335 336 337 3 339 340 341 342 343 344 345 346 347 348 349 350 351 352 353 354 355 356 357
Counts vs. Mass-to-Charge (I

+ESI EIC(339.1218) Scan Frag=360.0V SM07_Sample34A_Dilx5.d

Sample 34
EIC: 339.1218

Dimefuron
C,sH19N,O
Exact mass
339.1218

545 55 555 56 565 57 575 58
Counts vs. Acquisition Time (min)

+ESI Scan (rt: 5.325 min) Frag=360.0V SM07_Sample34A_Dil * ]
ezt W D Source TR Mame ¥R Farmula W Hf Specizz ¥R [ppm] ¥R Scare [MFG) 78
( - C12H [M+H)+ 2

339.1212 C24H18S [M+H)+ 3391212 ) 31 8356
C13H1BNED3S [td+H)+ 3391212 b 557 82492
CIGHZ2MNZ2 0252  J [M+H]+ 3112 ) 5,74 83182
CIHI4NIZOS [M+H)+ 33112 ) 31 8298
CIEH14 NED3 [td+H)+ 3391212 . -3.03 21.76
C21Hz22 52 [r+H]+ 331412 , £.39 2046

I

No coincidence at the isotopic pattern

338.3419

341.1568
337.1052
339.3454 421

335.9109 336.2522 336.9127‘ L ~ 338.1082 338.7208 339.7542 340.3474 1, 342.1609 343.1702 343.7545  344.2187 3452041

336 336.5 337 3375 338 3385 339 3395 340 3405 341 342 3425 343 3435 344 3445 345

E U PT-SM07 Resu Its Counts vs. Mass-to-Charge (m/z)
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European Proficiency Test FV-SM07
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EUPT-SMO7 Results European Union Proficiency Test in Fruits and Vegetables - Screening Methods 07



EUPT-FV-SMO7

European Proficiency Test FV-SM07

Analytical Techniques

1200
m Total Detections ® GC Detections = LC Detections %
o
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LabO11*
Lab040
Lab071
Lab078
Lab072
Lab058*
Lab045*
Lab001*

Lab004

Lab042*

Lab043

Lab0é6]
Lab069
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V-
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0000000000
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100
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European Proficiency Test FV-SM07
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LC Full Scan: 186
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EUPT-FH-01 Results

1st October 2015 ?ﬁ:ﬁ;ﬁﬁ

European Proficiency Test FV. -FHO1

European
Commission

European Union Reference Laboratory for Pesticide Residues in Fruits &Vegetables

1
EUPT-FV-FHO1
European Proficiency Test FV-FHO1
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EUPT-FHO1
oriander leaves
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65 Laboratories

Austria
Belgium
Costa Rica
Croatia
Czech Republic
Egypt
Estonia
Finland
France
Germany
Greece
Hungary
lceland

EUPT-FH-01 Results

26 Countries

Israel

Italy
Luxembourg
Malta

Norway

Latvia

Poland

Slovakia

Spain

Sweden
Thailand

The Netherlands
United Kingdom

) [EURL

=SEWRLFVe o> ____________ HLEm

Participation
{ 22 EU/EFTA MS

4 Other countries

w

Stuttgart, 15t October 2015
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EUPT-FV-FHOT

Organic coriander was grown in a greenhouse in Almeria. Spain.
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Preparation of the test item
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Homogeneity

The homogeneity in the freated sample was studied
using the 2006 Harmonised Protocol.

All the pesticides passed the homogeneity test
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Homogeneity
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Stability

1t Analysis - prior to the sample
shipment

2nd Analysis - after the deadline for
reporting results

39 Analysis - reproducing the delivery
conditions that the samples
experienced during 48 hours

All the pesticides passed the stability test
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Target List

175 peS“CldeS Clofentezine
3-hydroxy-carbofuran Clothianidin

Acephate
Acetamiprid
Acrinathrin
Aldicarb

Aldicarb Sulfone
Aldicarb Sulfoxide
Amitraz
Azinphos-methyl
Azoxystrobin
Benfuracarb
Bifenthrin
Bitertanol
Boscalid
Bromopropylate
Bromuconazole
Bupirimate
Buprofezin
Cadusafos*
Captan

Carbaryl
Carbendazim
Carbofuran
Carbosulfan
Chlorfenapyr
Chlorfenvinphos
Chlorobenzilate*
Chlorothalonil
Chlorpropham
Chlorpyrifos
Chlorpyrifos-methyl

Cyfluthrin
Cypermethrin
Cyproconazole
Cyprodinil
Deltamethrin
Demeton-S-methylsulfone
Desmethyl-pirimicarb
Diazinon
Dichlofluanid
Dichlorvos

Dicloran

Dicofol
Difenoconazole
Diflubenzuron
Dimethoate
Dimethomorph
DMST
Diphenylamine

DMF

DMPF

Endosulfan alpha
Endosulfan beta
Endosulfan sulfate
EPN

Epoxiconazole
Ethion

Ethoprophos
Etofenprox
Fenamiphos
Fenamiphos sulfone
Fenamiphos sulfoxide

Fenarimol
Fenazaquin
Fenbuconazole
Fenhexamid
Fenitrothion
Fenoxycarb
Fenpropathrin
Fenpropimorph
Fenthion

Fenthion oxon
Fenthion oxon sulfone
Fenthion oxon sulfoxide
Fenthion sulfone
Fenthion sulfoxide
Fipronil
Fludioxonil
Flufenoxuron
Fluopicolide*
Fluguinconazole
Flusilazole
Flutolanil*
Flutriafol

Folpet
Fosthiazate
Hexaconazole
Hexythiazox
Imazalil
Imidacloprid
Indoxacarb
Iprodione
Iprovalicarb
Isofenphos-methyl
Kresoxim-methyl

Lambda-Cyhalothrin
Linuron

Lufenuron
Malaoxon

Malathion
Mepanipyrim
Metaflumizone*

Metalaxyl and metalaxyl-M

Metconazole
Methamidophos
Methidathion
Methiocarb
Methiocarb sulfone
Methiocarb sulfoxide
Methomyl
Methoxyfenozide
Monocrotophos
Myclobutanil
Omethoate
Orthophenylphenol
Oxadixyl

Oxamyl
Oxydemeton-methyl
Paclobutrazole
Paraoxon-methyl
Parathion-ethyl
Parathion-methyl
Penconazole
Pencycuron
Pendimethalin
Phenthoate
Phosalone
Phosmet

Phosmet oxon

Phoxim

Pirimicarb
Pirimiphos-methyl
Prochloraz
Procymidone
Profenofos

Propargite

Propiconazole
Propyzamide
Prothioconazole
Prothiofos
Pyraclostrobin
Pyridaben
Pyrimethanil
Pyriproxyfen

Spinosad
Spirodiclofen
Spiroxamine
Tau-Fluvalinate
Tebuconazole
Tebufenozide
Tebufenpyrad
Teflubenzuron
Tefluthrin
Tetraconazole
Tetradifon
Thiabendazole
Thiacloprid
Thiamethoxam
Thiodicarb

Quinoxyfen

Thiophanate-me

Tolclofos-methyl
Tolylfluanid
Triadimefon
Triadimenol
Triazophos
Trichlorfon
Trifloxystrobin
Triflumuron
Trifluralin
Triticonazole
Vinclozolin
Zoxamide

*Not in the coordinated
multiannual control programme
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Pesticides used for the

freaiment

EUPT-FH-01 Results

Azoxystrobin Indoxacarb ALL INCLUDED IN MACP
o o COMMISSION IMPLEMENTING REGULATION (EU)
Boscalid Linuron No 400/2014 of 22 April 2014
concerning a coorcjinated multiannual control
Chlorothalonil Pendimethalin Enaure compliance with maximum residue levels o
. . i pesticides and to assess the consumer exposure
De"‘qme‘l‘hrin PIrImICCII'b to pesticide residues in and on food of plant and
animal origin .
Fenhexamid Spinosad
Hexythiazox Thiacloprid

Stuttgart, 15t October 2015
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Calendar
ACTIVITY DATE

Publishing the Target Pesticide List, Calendar and Matrix on 9th December 2014
the Web page.

Opening Registration period 10'h December 2014
Deadline for receiving Application Form from laboratories. 12th January 2015
Sample distribution. [ 9th February 201 5]
Deadline for receiving results 2nd March 2015
Preliminary Report: only results, no statistical freatment. End of March 2015
Preliminary Report with statistical freatment. April 2015
Final Report October 2015

EUPT-FH-01 Results Stuttgart, 15t October 2015



EUPT-FH-01 Results

1st October 2015

Resulis



Assigned values

Q,m e il

=S EWRLFVO o> LI

Robust Mean X* (mg/kg) CVs*(%)
Azoxystrobin 0.208 21.2
Boscalid* 0.010 25.0
Chlorothalonil 0.041 40.8
Deltamethrin 0.233 29.5
Fenhexamid 0.063 18.5
Hexythiazox 0.084 27.1
Indoxacarb 0.478 20.0
Linuron 0.125 24.8
Pendimethalin 0.668 20.9
Pirimicarb* 0.030 19.9
Pirimicarb desmethyl* 0.023 18.4
Spinosad 0.063 30.2
Thiacloprid 0.290 223

* Assigned value < 4xMRRL

EUPT-FH-01 Results

MRRL = 0.010 mg/kg

Stuttgart, 15t October 2015



0.010-0.100 mg/kg

EUPT-FH-01 Results

Assigned values

Q“"“i"”“‘

=S EWRLFVO o> LI

Robust Mean X* (mg/kg)

Boscalid 0.010
Desmethyl-pirimicarb 0.023
Pirimicarb 0.030
Chlorothalonil 0.041
Spinosad 0.063
Fenhexamid 0.063
Hexythiazox 0.084
Linuron 0.125
Azoxystrobin 0.208
Deltamethrin 0.233
Thiacloprid 0.290
Indoxacarb 0.478
Pendimethalin 0.668

Stuttgart, 15t October 2015



0.010-0.100 mg/kg

0.100-0.500 mg/kg

EUPT-FH-01 Results

Assigned values

Robust Mean X* (mg/kg)

Linuron
Azoxystrobin
Deltamethrin
Thiacloprid
Indoxacarb

Pendimethalin

Boscalid 0.010
Desmethyl-pirimicarb 0.023
Pirimicarb 0.030
Chlorothalonil 0.041
Spinosad 0.063
Fenhexamid 0.063
Hexythiazox 0.084

0.668

Stuttgart, 15t October 2015
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Assigned values

Robust Mean X* (mg/kg)

0.010-0.100 mg/kg Boscalid 0.010
Desmethyl-pirimicarb 0.023

Pirimicarb 0.030
Chlorothalonil 0.041

Spinosad 0.063

Fenhexamid 0.063
Hexythiazox 0.084

Linuron
Azoxystrobin
Deltamethrin

Thiacloprid

Indoxacarb

Pendimethalin

EUPT-FH-01 Results Stuttgart, 15t October 2015



Dispersion of Results

) [EURL

=S EWRLFVO o> LI

Robust Mean X* (mg/kg) CVs*(%)
Azoxystrobin 0.208 21.2
Boscalid* 0.010 25.0
Chlorothalonil 0.041 408 |
Deltamethrin 0.233 29.5 )
Fenhexamid 0.063 18.5
Hexythiazox 0.084 27.1
Indoxacarb 0.478 20.0
Linuron 0.125 24.8
Pendimethalin 0.668 20.9
Pirimicarb* 0.030 19.9
Pirimicarb desmethyl* 0.023 18.4
Spinosad 0.063 30.2
Thiacloprid 0.290 223

* Assigned value < 4xMRRL
EUPT-FH-01 Results

Stuttgart, 15t October 2015
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No. of No. of False No. of Not Percentage of
Pesticides Reported Negative Analysed Reported Results

Results Results Results (out of 64)
Azoxystrobin 62 0 2 97
Boscalid* 14 47 3 22
Chlorothalonil 49 1 14 77
Deltamethrin 63 0 1 98
Fenhexamid 56 0 8 88
Hexythiazox 58 0 6 21
Indoxacarb 61 0 3 95
Linuron 59 2 7 92
Pendimethalin 59 1 4 92
Pirimicarb* 59 1 4 92
Pirimicarb desmethyl* 39 7 18 61
Spinosad 58 1 5 1
Thiacloprid 60 0 4 94

* Assigned value < 4xMRRL

EUPT-FH-01 Results

Stuttgart, 15t October 2015



EUPT-FH-01 Results

1st October 2015

z-Scores



z-Scores classification

%
Robust Mean | % Acceptable Questionable % Unacceptable

Z-scores Z-scores
Z-scores

Pesticides

Azoxystrobin

Boscalid* 0.010 78,0 18,0 4,0
Chlorothalonil 0.041 82,5 6,3 11,1
Deltamethrin 0.233 94,6 54 0,0
Fenhexamid 0.063 87.9 8,6 3.4
Hexythiazox 0.084 93.4 3.3 3.3
Indoxacarb 0.478 82,5 53 12,3
Linuron 0.125 91,7 1,7 6,7
Pendimethalin 0.668 86,4 8.5 5,1

Pirimicarb* 0.030 95,0 5,0 0.0
Pirimicarb desmethyl* 0.023 95,2 4,8 0,0
Spinosad 0.063 78,0 18,0 4,0
Thiacloprid 0.290 82,5 6,3 11,1

* Assigned value < 4xMRRL

EUPT-FH-01 Results Stuttgart, 15t October 2015
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78.0 % Acceptable
18.0 % Questionable

*False negative
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|

G 1

ERLFVO&, S

R e ettt = b 1

20 F = e m e mmmm e — - —————— - - —

2,0 = 1= =l

50
4,0 -
1,0 1
0,0

_'| ’O i
4,0 -
5,0

Stuttgart, 15t October 2015

EUPT-FH-01 Results



r09eT
0209e7
2509e7
2209e7
LFOge
FL09eT
£50917
210917
250917
5209e7
&F09eT
GE09eT
£10917
£209e7
FZoqeT
FLoqen
620917
Z2E09eT
LZ209e
220917
850917
£009e7
orogeT
£209e7
F209e7
0Lo9eT
620917
610917
5209eT
F209e7
5509eT
600917
FEOQRT
0509e7
Zrogen
5009eT
FEOQRT
L009R
SLogen
0209e7
2009e7
Z2109e
L109R
009L7
10917
£009e7
2209e7

&

i s et o

EUPT-FV-FHOT

i1

CVs*(%)
40,8
24,2

0,050

Tl

Robust Mean X* (mg/kg)

T ITUTvirreanrviin

Chlorothalonil
QUEChERS Acidifying [ Acetone-based

G 7

B Mix of solvents

e

All without QhEChERS w/o acid and EtAc
R ettt ult ahi

All Results

ERLFVO& S

20 F = e m e mmmm e — - —————— - - —

50

4,0 4

1,0 -

0.0

-1.0 -

2.0 1 o | -
4,0 -

50

Stuttgart, 15t October 2015

EUPT-FH-01 Results



WETEV TRl

Q""“
Eu

9toqel
0909e1
950q9¢e7
9¢0qeT
Troqe]
810q¢e1
£509e7
9t10qe1
¢50qe7
610qe1
5909e1
Seoqel
LT0qe]
€70qe
teoqen
rroqel
6c0qeT]
T¢oqel
Ze0qe
8509e1
290qe
£009e7
otoqel
€904e7
8¢0qeT
0tToqel
£€0qe]
6¢0qe1
6T0qE1
S¢oqel
T909e1
o0qeT
550q9e7
6009e7
8c0qel
0s0q9e7
rogqen
S00q9e1
teoqel
T009e1
SToqe]
0coqel
9009¢e1
TT09e7
10qe
8009e1
€104e7
ooqeT
€00ge7

wi

CVs*(%)
24,2

Robust Mean X* (mg/kg)
0,050

Chlorothalonil

All without QhEChERS w/o acid and EtAc

Jt

U

= = e e e e e e e e e e e e e e e e e - - - - =
P el

5,0
4,0
1,0
0,0

-1,0

2,0=

-4,0

-5,0

hx
oy
.
.
European
— EURL FV
-

Stuttgart, 15t October 2015

EUPT-FH-01 Results



&

| €00907
| 9¥0907
| 8C09P7
| S¥0907
| 090907
| 2209P1
| €10907]
| 1009P7
| ¥ 10907
| £90907
| 810901
| 20907
| 510907
| §90901
| €209P1
| L¥0qo7
| 650907
| 9509P1
| 6€09P7
| 0€0901
| [Rdeleien]
| 600907
| £109P7
| [§e(elelen]
| €090
| 020901
| 6709017
| 2009P1
| SeoaP
| ¥¥0d07
| 250901
| S009P7
| Zr09P
| [e140 S]]
|

|

|

|

|

|

|

I

I

I

I

I

I

I

_

_

_

_

_

_

_

_

_

_

_
(@)
@

i s et o

EUPT-FV-FHOT

B C
] GC
B Both

§209P1
0509©1
620907
€€0a07
GS09P1
JA{oSIo)|
9€09P7
2009P7
8€0007
9209”1
850007
£009P7
¥90907
6109P7
£509P7
€090
290917
€509
L10gPT
50907
ZLo9P
0109P7
£209P7
9109”7
8009P7

O False negative

50
4,0 -

ERLFVP”SH»
Deltamethrin
| 82.5% Acceptable 0.233 mg/kg
6.3 % Questionable -
11.1 % Unnacceptable
30 - e — g
20|
HHHHIHIHH _
HHHIHHHHHUUUUUUU
20 ++r-rfm——————M———m—————---------"--"--"--'"-'" """ "-—-' "' "' "' "' "' "' —"'—"'—V—_— - — —————

1.0 A
0.0

210 -
-4,0

-5.0




$90907
810901
650007
$20a01
¥90007
£20901
/500107
020901
$50907
Z€0901
500907
610907
£90907
050901
pigosley
£10907
250901
9509071
620901
670907
8£0001
90907
$70907
0v09o1
170901
20901
£50907
£00907
foleleley
$10907
Eeloleley
€090
0£0901
120007
9£0a071
680901
50901
6009071
710901
820001
910901
200901
£20aP1
Zv0qo1
Foleeley
920901
£00901
800901
Z10901
9009071
090901
#5001
£10907
1109P1

J—
o
=
T
>
e
—
[+
-
L

European Proficiency Test FV-FHO1

] GcC
B Both

0.063 mg/kg

Fenhexami

94.6 % Acceptable
5.4 % Questionable
0 % Unnacceptable
O
O False negative

50
4,0 -

-4,0 1
-5.0




9€09P7
§G009P17
£209P7
80097
90901
8€09PT
0509P1
[44°SS|
9509P7
S¥09P1
8109P7
650901
y€0aP]
€907
G109P1
y90407
0z0o9PT
6y0a01
SE0aPT
¢e0ap
620901
hqoSlo)]
6€£09017
y109e
/50907
€109017
2¢509P7
600901
€€09P7
€209P1
£¥09P1
9¥0qP]
rdeS o]
[44eSIol|
k4oSlo)]
0909017
610901
1e0ge
1009P1
€50907
yS09aP1
£009P7
y20oaPT
0r09aP1
2009PT
820dP1
2109017
20097
§909P17
9209P1
§509PT
£10907
€009P7
1G09PT
L1ogPT
clLoget

B .c
] &cC
B Both

0.084 mg/kg

3.4 % Unnacceptable
30 T T T T T T T T T T T

8.6 % Questionable

87.9 % Acceptable

O False negative

7 e

50
4.0 -
1.0
0.0 -
5

ERRLFVP= [GomD
Hexythiazox

90 -
2,0
_3,0 4
40
0




9€09P7
1209P1
820dP1
1€0gPT
€507
G109P1
£509P7
ye09an
Ge09P1
2009P7
§GS09P1
650901
€90907
€109e7
JA{oSIo)|
Sy0oaeT
6€0901
[44eS 1S
€209P1
Y0P
6109017
y209aP
£009P7
0509P17
L¥09e1
0€09PT
§G909P7
2¢509P7
6y0a01
290907
9509P17
r4eS o]
S009P1
9¥09P1
8109P7
600901
€€09P7
2009P7
y90907
oyogaeT
¢e0aP
620901
210907
100gP1
y1ogeT
9209P7
0909©7
0209P1
€009P7
£10907
L1091
1G0T
809P1
£20907
¢1o9p1
yS09e7
8009P17

B .C
] GC
B Both

0.478 mg/kg

GG LLBLLLL

3.3 % Unnacceptable
0 ——————+-——"""—F——F—— = = — = — = —

93.4 % Acceptable
3.3 % Questionable

-

O False negative

B30+ V- - - - - - - - - V- V- 0 —_ V—_- —_—_—_—_—_—_—————_——_————_———

50
4.0 -
0
0
0
-1 O -
-4,0
0

2
1
0
5

ERLFV > HEnEn
Indoxacarb




€097
600907
9¥0qPT
Le0gP1
0509P17
y90907
5009P17
610901
6y09P
€097
2109P7
Ly09e1
620901
€909P7
JA4OS S]]
y209aP
€209P1
¢s09PT
GE0aPT
8€0dP1
4151
§2ogPT
y€0aeT
G109P1
0r09P1
¢e0an
£209P7
9209”1
[44eSIol|
8109P1
95097
§509PT
6£09P17
0e0gP1
yS09aP1
€509017
¢1ogP1
1009P1]
800917
£109P7
8209P1
020gP1
€009P7
§909P7
L109P1
€109017
£009P7
1G09P7
k4oSio]]
2009P1
0909©7
2009P7
£509P7
oLogeT

J—
o
pm =
"
>
s
[
oo
=
L

European Proficiency Test FV-FHO1

0.125 mg/kg
B .c
] GC
B Both

12.3 % Unnacceptable
0 ——————7-+1~——""F"—-—"F—7 " — = = — = — = —

82.5 % Acceptable
5.3 % Questionable

*False negative

5,0
4.0 -
0

4o ¥ *
5




6009017
0L0gP1
670901
1e0ge
£509P7
Sy0oqeT
0e0gP1
170G
€209P1
1209P1
2109P7
§G009P1
y€0aP]
y109e7
§909P7
6€0901
SE0aPT
¢e0gn
620901
rdeS o]
SLogeT
2009P7
€090
[44eSIol]
9209P17
€009P17
9¥0qeT
€109017
€50907
y2oaeT
€90907
¢509P7
8¢09P1
9509P7
0509P7
810901
610901
9€09P7
90907
0oy0ogeT
110907
800917
§509PT
1009
8€0dP1
0909P17
yS09aP1
£209P7
2009017
0cogPT
2009P7
[41eSIo)]
[44°SS|
210907
150GP1
6509017

B .c
] cc
B Both

0.668 mg/kg

6.7 % Unnacceptable
io0—————+—F7F"7"—~"——"F—————— = = = = — = — —

91.7 % Acceptable
1.7 % Questionable

*False negative

HIHHH'UU - mmmon RO

*

50
4.0 -

2,
1
5,

ERLFEVPT » e
Pendimethalin

0

0
0.0 -
10 -
-2,0 A
30 -
40 -

0




9£0007
290907
910007
5000107
8600107
£20907
$10901
€£10907
090907
6500107
L7090
810907
/20907
1Z0go1
2€0907
9500107
610907
¥¥0a0T
970007
Sy0go1
Zr0aoT
250007
Eeley
$Z0907
620907
6200107
4000107
¥€090T
£109107
£50007
LE0gP1
£000107
¥90001
170901
el
£900107
670007
710901
/50901
L10go1
¥50001
050907
920907
20901
020907
100901
8000107
200901
$50901
£009107
9009107
Reloeleyl
0£0907
820001
$900107
210907

EUPT-FV-FHO1

European Proficiency Test FV-FHO1

0.063 mg/kg
B .c
] GC
B Both

5.1% Unnacceptable
O e |

8.5 % Questionable

86.4 % Acceptable

*False negative
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B .c
] GC
B Both

0.290 mg/kg

L L L LL
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Thiaclopri

95.0 % Acceptable
5.0 % Questionable
0 % Unnacceptable
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O False negative
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Average of Squared z-Scores

n 2
i=1 Zi

n

AZ? =

AZ2<20 Good
2.0 < AZ2< 3.0 Satisfactory
AZ?2>3.0 Unsafisfactory
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False Positives

5 different laboratories reported é
pesticides as false positives

EUPT-FH-01 Results Stuttgart, 15t October 2015



False Positives

Lab011 Azinphos-methyl 0.49 GC-MS (1Q) 0,01 0,01
Lab047 Bromopropylate 0,02 GC-MS (1Q) 0,01 0,01
Lab011 Fenthion 0,102 LC-MS (sQ) 0,01 0,01
Lab030 Orthophenylphenol 0,07 GC-MS (sQ) 0,01 0,01
Lab046 Orthophenylphenol 0,013 GC-MS (1Q) 0,02 0,01
Lab008 Triadimenol 0,0394 GC-MS (1Q) 0,01 0,01

EUPT-FH-01 Results
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False Positives

GC-MS/MS LC-MS/MS
AzZinphos-methyl Fenthion
Bromopropylate

Orthophenylphenol
Triadimenol
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MRM (318.0 -> 132.1) 10ppb_Coriander_Dilx10.d
x10 2]
34

2.8+

2.6
9.182

2.4+ Azinphos

2.2+

0.8

0.6

0.4

min.
-methyl

Azinphos methyl

10 pg/kg in
Coriander

85 86 87 88 89 9O 91

MRM (318.0 -> 132.1) Sample_67_A_Dilx10.d
x10 2]
34

2.8+
2.6+
244

2.2

0.8

0.6

0.4 ——

92 93

94 95 956 97 98
Acquisition Time (min)

Sample
67 FH-01

9.583 min.
Azinphos-methyl

85 86 87 88 89 9 91

92 93 94 95 96 97 98

Acquisition Time (min)

+ MRM (318.0 -> 261.0) 10ppb_Coriander_Dilx10.d

£ x10 2] Ratio = 30.8 (92.7 %)

=1

8§ =
2.8
2.6
2.4

2.24

9.182 min.

aum-ﬂ..u.m
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Ratio: 30.8%

14 Azinphos-methyl

0.8
0.6

0.4+

+MRM (318.0 -> 261.0) Sample_67_A_Dilx10.d

£ x10 27 Ratio = 118.9 (358.1 %)

=3

g 3
2.8
2.6

2.4

0.8+
0.6 9.205 min.

0.4+

87 88 89 9 91 92 93 94 95 96 97 98 99

Acquisition Time (min)

Azinphos-methyl

87 88 89 9 91 92 93 94 95 96 97 98 99

Acquisition Time (min)
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Bromopropylate

+MRM (341.0 -= 185.0) 10ppb_Mix123_Cilantro_1.D +MRM (341.0 -> 155.0) 10ppb_Mix123_Cilantro_1.0
8 1027 14.337 min. 2 31037 Ratio = 3.7 (32.4 %)
g Bromopfopylate 5
2 55 & 55-
51 10 pug/kgin|
454 . 454
Coriander
44 44
35 3.5 P (o)
Ratio: 9.7 %
3 24
25 25
24 24
1.5 1.5
19 19 14,337 mir.
051 051 A
0 0
D5_ T T T T T T T T T T T 415_ T T T T T T T T T T T
141 142 143 144 145 145 147 148 149 15 151 141 142 143 144 145 146 147 148 149 15 151
Acqguisition Time (min) Acquisition Time (min)
+MRM (341.0 -= 185.0) EUPT_FHOT_0304_Dilx2.D +MRM (241.0-> 155.0) EUPT_FHOT_0304_Dilx2.D
2 %102 £ %1027 Ratio =
E E
3 554 3 554
5] Sample 5]
67 FH-01 |
44 44
35 3.5
34 34
25 25
24 24
1.5 1.5
14 14
054 14,378 min. 051 14525 min.
0 OMOgEYEe o == 0 i
DE_ T T T T T T T T T T T -‘15_ T T T T T T T T T T T
141 142 143 144 145 1465 147 148 143 15 151 141 142 143 144 145 146 147 148 143 15 151
Acquisition Time (min) Acquisition Time (min)
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Fenthion

+MRM (278.0-> 108.0) 10ppb_Mix123_Cilantro_1.D + MRM (278.0 > 169.0) 10ppb_Mix123_Cilantro_1.0
2 %102 '9F545;_min. 2 %1027 Ratio = 33.6 (385 %)
El enton - =
I 10 pg/kgin |3 ™
114 H
651 HP-. o)
N Coriander 7] Ratio: 33.6 %
0.94 55
0.4 51
451 .
0.7 ‘ 5.540 min.
064 154
0.5 3
0.4 254
034 21
1.54
024 N
0.14 054
04 04
-0.14 0.5
93 94 95 96 97 98 99 10 101 102 93 94 95 96 &7 98 99 10 101 102
Acquisition Time (min) Acquisition Time (min)
+MRM (278.0-> 108.0) EUPT_FHO1_0304_Dilx2.D + MRM (272.0 -> 169.0) EUPT_FHO1_030A_Dilx2.0
2 x102 2 %1027 Ratio =
& 754 a 754
74 74
654 651
. Sample .
554 55-
67 FH-01
5 5
454 45-
4 4
154 351
34 34
254 254
24 24
151 1.54
I 9.548 min. s o
054 Fention 054 2317 min. 5.807 ms27 min. 10.254 mi
0 i u s i N u im M 01— mm A T -
-0.54 -0.54
93 94 95 96 97 98 99 10 101 102 93 94 95 96 97 98 99 10 101 102
Acquisition Time (min) Acquisition Time (min)
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Orthophenylphenol

+MRM (170.0-> 141.0) 10ppb_Mix123_Cilantro_1.D +MRM (170.0-> 115.0) 10ppb_Mix123_Cilantro_1.D
2 y103] £ %102 Ratio = 107.9 (367 %)
E E
S 754 . S 754
7 / 7
10 pg/kgin
554 4399 mi 5.5 g
2 min. M
6 Orthophenylphenal Corlander 6+ Ratlo' 107 9 %
55 55 * :
54 54
454 45
4 4
354 35
34 1
254 25
2+ 2
1.5 154
14 14
054 0.5
0+ 04
0.5 -0.54
£2 43 44 45 46 47 48 49 5 51 52 53 £2 43 44 45 46 47 48 49 5 51 52 53
Acquisition Time (min) Acquisition Time (min)
+MRM (170.0-> 141.0) EUPT_FHO1_0304_Dilx2.D +MRM (170.0-> 115.0) EUPT_FHO1_030A_Ditx2.D
2 y103] £ %102 Ratio = 107.0 (35.8 %)
E E
S 754 S 754
74 74
554 5.5
: Sample ;
> 67 FH-01 *
454 45
4 4
354 35
34 34
254 25
24 24
1.5 154
14 14 _4..799min.
054 0544203 id] 24dEHAR min. 4665 min. 4.977 min.

04

4.357 min.
(Cirthophenylphencl

-0.54

£2 43 44 45 46 47 48 49 5 51 52 53
Acquisition Time (min)

£2 43 44 45 46 47 48 49

5 51 52 53
Acquisition Time (min)
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Triadimenol

+ MRM (296.0 -> 70.0) 10ppb_Coriander_Dilx10.d + MRM (296.0 -> 227.0) 10ppb_Coriander_Dilx10.d
2 x1037 *8.890 min. £ x10 2 Ratio = 3.6 (101.1 %)
3 Triadimenol 3
o 124 § 124
4 1.154
' H 1.14 e 0,
. 10 pg/kgin Ratio: 3.6 %
0.94 i 14
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0.8 0.95-|
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0.74 0.8 Triadimenol
0.85-|
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0.2 0.554
0414 0.51
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£ x102] *9.111 min. £ x10 2 Ratio = 8.2 (232.5 %)
S Triadimenol =
o o 1.24
o 45 (@]
1.151
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1 H o)
12 Sample vou] Ratio: 8.2 %
1.1+ 0.94
67 FH-01
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0.8
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0.75-
0.8 0.7
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0.6
0.6+ ] *9.076 min.
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Acquisition Time (min) Acquisition Time (min)

EUPT-FH-01 Results Stuttgart, 15t October 2015



Thank You
for Your Attention

I
i o &k
7




Explicacion para el producto que aparece en brocoli y igua
(0]

b

O\, " UREA

H H

S

T_
R\F\_I/C\N/R
Lo

+ Exchange of H

OH

| Es una forma mas polar sale a
R C R . . ]

~7 N |rt:5.4min.Necesita presencia de

| agua para que se de. Creo que
" pOr eso en naranja no se ve

[M+H]* =369.2536
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