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Preparation of the test item EUPT-FV-SMO6

European Proficiency Test FV-SM0é

EURL-FV
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Calendar EUPT-FV-SMQ6

European Proficiency Test FV-SM0é

<

ACTIVITY DATE

Publishing the Calendar and Matrix on the EURL-FV Web page.| 15" November 2013

239 Dec 2013
Submission of Application Form by invited laboratories. -
315t Jan 2014

Specific Protocol published on the Web site. 3d Feb 2014 at the latest

Sample distribution. 24" February 2014

As soon as sample is

Submission of sample receipt and acceptance - Form O. :
received

Deadline for receiving results - Form1 72 hours after receiving

the sample
Preliminary Report. End of April 2014
Final Report distributed to the Laboratories. November 2014
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Participants

EUPT-FV-SMO6

European Proficiency Test FV-SM0é

=S
EUROPEAN PROFICIENCY TEST - FRUITS AND VEGETABLES -

MASS SCREENING 06- Participants 18 NRLs®
Cowm | Mo [comNmY | No

Austria (K Ireland 1*
Belgium 1%+2 Italy 6
China 2 Latvia 1*
Croatia 1 Romania 2%+]
Czech Republic 1*+1] Serbia ]
Denmark [} 4 Slovenia 1*
Egypt 1 Spain 12
Estonia 1* Sweden 1*+1]
Finland 1* Switzerland 1*+1
France 1*+6 The Netherlands 1*+1
Germany 1*+8 Turkey ]
Greece | UK 1%+2
Hungary 1%+1
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/ Austria \
Belgium 4
Croatia ?hi"? w
Czech Republic ayp
Do P Serbia 4 Non EU Couniries
Estonia Turkey J
Finland -
France
Germany
Hungary Countries / Bulgaria
Ireland Cyprus
Italy Lithuania
Latvia Luxembourg
Netherlands Malta
Romania Poland
Slovenia Portugal
Spain Slovakia
Sweden \
Switzerland

w"'ted Klngdom Jopean Union Proficiency Test in Fruits and Vegetables - Screening Methods 06




= Participants
ESERLFVP S

70

60

50

40

30

20

10

SMO02 SMO3 SMO04 SMO5 SMO6

M No of participants M No of NRLs M No of participants with noresults

European Union Proficiency Test in Fruits and Vegetables - Screening Methods 06



o Pesticides
== EWRLFVO o>

Pesticides used for the treatment

Atrazine Fluometuron
Cadusafos Fuberidazole
Carbetamide Furathiocarb
Demeton-S-methylsulfone HCB
Dinocap Metosulam
Dodemorph Phorate
Endrin Prosulfocarb
Ethoprophos Secbueton
Fenpropidin Spiromesifen
Fipronil Terbufos

Flubendiamide

European Union Proficiency Test in Fruits and Vegetables - Screening Methods 06



£ Pesticides
=S EWL.FVG>o»

Pesticides used for the treatment

Atrazine Fluometuron

Cadusafos Fuberidazole

o 1 n L | —

Concentrations lower than 0.1 mg/kg

for most of them

L OUUCTTTUT VII TTUTTCATO

Endrin Prosulfocarb
Ethoprophos Secbueton
Fenpropidin Spiromesifen

Fipronil Terbufos

Flubendiamide

European Union Proficiency Test in Fruits and Vegetables - Screening Methods 06



Submission of Results EUPT-FV-SMO04

European Proficiency Test FV-SM0é

O
o
European
— EUR FV
I

*

European Union Reference Laboratory for Pesticide Residues in Fruits &V

EUPT-FV-SM06

Curapean Frofciency Test FY-SM04

Main Page EUPT-FV-SM 06

Contact Persons:

Link to Result - European Commission Proficiency Test on Pesticide Residues in Fruits and

Submission: Vegetables - EURL-FVY-SMO06 2014

Wellcome to the results submission pages.

0. Sample receipt Octavio Malato
) omalato@ual.es
Acknow receipt of When you receive the sample, please enter subpage 0.Sample recesipt

Carmen Ferrer

parcel with test sampla.
Te submit results for EURL-FV-SMO& you have to enter your data inte the 1. cfemrer@ual.es

Immediately after receiving Fesults page. The page contains instructions on how to enter the data.
the sample Femember to save the data before leaving. EURL-FV

For this Proficiency Test there is no target pesticide list, so please type the name

1. Results page of the detected pesticides and the details of the screening method/s used.

S Femember to =2ave sach page separately befare yvou leave it

detected.
Deadline 72 hours after When you click "save” in the webpages the data will be stored. After the deadline
receiving the sample all your data in the database will be downloaded by the organization to create

the final repert, you don't need to send us any decument

You can enter into the pages as many times as you wish until the deadline. If
vou need to coerrect the data, this must be done before the deadline.

Click here te get an excell with all your inputs.
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Preliminary Report EUPT-FV-SM06

European Proficiency Test FV-SM0é

ERLFVOP,

Evaluated Pesticides:21 Total No of Reporting Laboratories = 67 (* NRL-FV)

| 2 | ©
5 : - EN
o 0O o m - c o puyl ul ) (% [%2) = LA
s |8 ]g|¢]3 5 sls|s|&|2|5|3 51338 (38|28
= =S < O = S 9 s|le (212 |<c|8]¢ g S|la|%]|3d [a2]|28
O ® o) s | 2 e 3 & g S o c 3 % o o > 22193
% [0) é ) o) (0] O S S5 %QQ
S 2|2
001 R R R R R R R R R R R R R R R R R 17 81
002 R R R R R R 6 29
003 R R R R R R R R R R R R R R R R R R R 19 90
004*| R R R R R R R R R R R R 12 57
006* | R R R R R R R R R R R R R R R R R R 18 86
007*| R R R R R R R R R R R R R R R R R R R R 20 95
008 R R R R R R R R R R R R R R R R R R R 19 90
009 R R R R R R R R R R R R R R R R R R 18 86
0I0*| R R R R R R R R R R R R R R R R R 17 8l
011 R R R R R R R R R R R R R R R R R R R Nl 20 95
012 R R R R R R R R R R R R 12 57
013 R R R R R R R R R R R R R R R R R R R 19 90
014 R R R R R R R R R R R R R R 14 67
015 R R R R R R R R R R R R R R R R R R R R Nl 21 100
016*| R R R R R R R R R R R R R R R R R R R R Nl 21 100
017 R R R R R S 24
018 R R R R R R R R R R R R R R R R 16 76
019* R R R R R S5 24
020 R R R R R R R R R R R R R 13 62
021 R R R R R R R R R R 10 48

R: Reported Pesticide.

Other compounds have been detected or identified and guanfified by the organizer at concentrations below 10 pg/kg: Afrazine-dessthyl-2-hydroxy, Carbofuran,
Difenoconazole, Dimefuron, Endrin ketone, Fenamiphos, Fenamiphos sulfoxide, Fipronil sulfide, Fipronil sulfone, Phorate sulfoxide, Terbufos sulfoxide and Tradimencl. Those
compounds have not been included in the table.
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Preliminary Report EUPT-FV-SM06

European Proficiency Test FV-SM0é

ERLFVOP,

Evaluated Pesticides:21 Total No of Reporting Laboratories = 67 (* NRL-FV)

O 2 | ©
5 : - EN
o 0O o m - c o puyl ul ) (% [%2) = LA
s |8 ]g|¢]3 5 sls|s|&|2|5|3 51338 (38|28
= 21213 ]% 9 o122 (2155|8139 g o la 2|3 [g2]|as
O ® o) s | 2 e 3 g g S o c 3 % o o > 22193
% [0) é ) o) (0] O S S5 % QO‘

S g|2
022 R R R R R 5 24
023 R R R R R R 6 29
024* [ R R R R R R R R R R R R R R R R R R R R [l 21 100
025* | R R R R R R R R R R R R R R R 15 71
026 R R R R R R R R R R R R R R R R R R R Nl 20 @ 95
027 R R R R R R R R R R R R R R R R R R R 19 90
028* | R R R R R R R R R R R R R R R 15 71
029 R R R R R R R R R R R R R R R R R R R Nl 20 @ 95
030 R R R R R R R R R R R R R R R R 16 76
031 R R R R R R R R R R R R R R R R 16 76
032 R R R R R R R R R R R R R R R R R R 18 86
033* | R R R R R R R R R 9 43
034 R R R R R R R R R 9 43
035 R R R R R R R R R R R R R R R R R R R Nl 20 95
036 R R R R R R R R R R R R R R R R R R 18 86
037 R R R R R R R R R R R R R R R R R R R R N 21 100
038 R R R R R R R R R R R R R R R R R R R R Nl 21 100
039* | R R R R R R R R R R R R R R R R 16 76
040 R R R R R R R R R R R R R R R R 16 76
041*] R R R R R R R R R R R R R R R R R 17 81

R: Reported Pesticide.

Other compounds have been detected or identified and guanfified by the organizer at concentrations below 10 pg/kg: Afrazine-dessthyl-2-hydroxy, Carbofuran,
Difenoconazole, Dimefuron, Endrin ketone, Fenamiphos, Fenamiphos sulfoxide, Fipronil sulfide, Fipronil sulfone, Phorate sulfoxide, Terbufos sulfoxide and Tradimencl. Those
compounds have not been included in the table.
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Preliminary Report EUPT-FV-SM06
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ERLFVOP,

Evaluated Pesticides:21 Total No of Reporting Laboratories = 67 (* NRL-FV)
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042 R R R R R R R R R R R R R R R R R N 12 90
043 R R R R R R R R R R R 12 57
044* | R R R R R R R R R R R R R R R R R R Nl 20 @ 95
045 R R R R R R R R [l 10 48
046* | R R R R R R R R R R R R R R R R R R Nl 20 @ 95
047 R R R R R R R R R R R R R R Nl 16 76
048 R R R R R R R R R R R R R R R R Nl 18 86
049* | R R R R R R R R R R R R R Nl 15 71

050 R R R R R R R R R R R R R R R Nl 17 8l

051* | R R R R R R R R R R R R R R Nl 16 76
052 R R R R R R R R R R R R R R Nl 15 | 71

053 R R R R R R R R R R R R R R R R R R R Nl 20 95
054 R R R R R R R R R R R N 12 57
055 R R R R R R R R R R R R R R R R R [l 18 86
056 R R R R R R R R R R R N 12 57
057* [ R R R R R R R R R R R R R R R R R R R R N 21 100
058 R R R R R R R R R R R R R R R R R R N 12 90
059 R R R R R R R R R 9 43
060 R R R R R R R R R R R R R R R R R R Nl 12 90

R: Reported Pesticide.

Other compounds have been detected or identified and guanfified by the organizer at concentrations below 10 pg/kg: Afrazine-dessthyl-2-hydroxy, Carbofuran,
Difenoconazole, Dimefuron, Endrin ketone, Fenamiphos, Fenamiphos sulfoxide, Fipronil sulfide, Fipronil sulfone, Phorate sulfoxide, Terbufos sulfoxide and Tradimencl. Those
compounds have not been included in the table.
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Preliminary Report EUPT-FV-SM06

European Proficiency Test FV-SM0é
Sonaaion EURL_FV
Evaluated Pesticides:21 Total No of Reporting Laboratories = 67 (* NRL-FV)
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eported Pesticide.
er co have been detected or idenfified and guanfiied by the organizer at concenfrations below 10 pg/kg: Afrazine-desethyl-2-hydroxy, Carbofuran,
nazole, Dimefuron, Endrin ne, Fenamiphos, Fenamiphos sulfoxide, Fipronil sulfide, Fpronil sulfone, Phorate sulfoxide, Terbufos sulfoxide and Triadimencol. Those

compounds have not been included in the table.
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Preliminary Results EUPT-FV-SMO06

European Proficiency Test FV-SM0é

"EWRLFVOH

21 Evaluated Pesticides
67 Laboratories

21 Pesticides= 7+6+

Cadusafos
Carbetamide
Demeton-S-
methylsulfone
Dodemorph
Ethoprophos
Fenpropidin
Flubendiamide
Fuberidazole
Furathiocarb
Prosulfocarb
Secbumeton
Spiromesifen
Terbufos

Total Number
of Reported 37 | 57
Pesticides

90150165 7 (@) 9 64 53] 9 (G021 78 ) 75 4 @ 7417
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- Low percentage of detections
=sEWRLFVO>o»

Dinocap

ESI (1)
205.1299
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Low percentage of detections
ERLFVPSH»

Flubendiamide LC-Orbitrap-MS

- XIC Flubendiamide 683.0306+ 5 ppm. Spiked at 100ug/kg

1000000
] .
Analytlcal Standard
600000
400000
200000
1.9:00 10.32 11.38
BA 9.03 9.12 9.30 937 9.52 9.82 9.87 9.98 10.12 10.27 - 10.44 1056 10.69 10.82 10.91 11.03 11.11 11.28 °% 11.46 11.76 11.9
oL\~ Sonmea . . —. o . - v 2V ¥ oy Ao = T N e e T\ F - = —
T . B e e o o e e e e e e LA B R S S m ms e p m S L s a e e L B e me e e S | T
9.0 9.2 9.4 9.6 9.8 10.0 10.2 10.4 10.6 10.8 11.0 11.2 11.4 11.6 11.8

Time (min)

XIC Flubendiamide 683.0306+ 5 ppm. SM06 Sample

o EUPT-SM06 Sample

400000
300000
9.71
200000
1000009\ 907 1026 11.81
918 926 934 9.55 0.86 9.95 101 : 1050 10.57 10.62 10.80 10.95 11.80 11
0 FANENSS G R . Y R 2008 1038 N0 Ty 1068 T 0T 11101115 1129 11,49 11.54 /7
L B B B B S S B B S B e B LAY B B S e R S S By s e S E Y N A L BN i S S S B B S e e B S S B p B LB m |
2.0 9.2 9.4 2.6 9.8 10.0 10.2 10.4 106 108 11.0 11.2 11.4 116 118

Time (min)

Pimiento_100ppb_pos #2159 RT: 9.64 AV:1 NL: 1.13E6
T: FTMS + p ESI Full ms[100.00-800.00]

683.0320
100

Formula
CzaHzz 04 NzF7 IS

40
] 684.0344
207 682.6320
] 684.2032 6850288 691.0363
] h h : 686.4626 689.1022 A
. 1 ! 1
T T T T T T T T T T
682.5 683.0 683.5 684.0 684.5 685.0 685.5 686.0 686.5 687.0 687.5 688.0 688.5 689.0 689.5 690.0 690.5 691.0
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£ Low percentage of detections
= EW.FVOP o>

Flubendiamide
LC-TOF-MS

x102 | XIC Flubendiamide 683.0306 + 50 ppm spiked at 50 ug/kg

1 50 ppb Analytical Standard ‘

e wlh wil M

i b r TR T N A Y WA | WYTET | ﬁﬁMﬁMhd.{WmuﬁMﬁﬁ ﬂ.‘ﬁﬂﬂ}.m]ﬁﬁm* flIHﬁﬂ.l.ll..l.ﬁ'. FIY, S Y 1 b

x102 | XIC Flubendiamide 683.0306 + 50 ppm. SM06 Sample

o | EUPT-SMO06 Sample ‘

2.5+

1.5

0.5

1 2 3 4 5 6 7 g g 10 11 12 13 14 15 16
Counts vs. Acquisition Time (min)
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Ethoprophos
Cadusafos
Fipronil

Atrazine

EUPT-FV-3M0s

Demeton-S-
methylsulfone

Prosulfocarb
Fenpropidin
Furathiocarb
Endrin
Terbufos
HCB
Spiromesifen
Phorate
Fuberidazole

Dodemorph

Preliminary Results
SMO06 Reported Pesticides
(67 Laboratories Reported Data)

Carbetamide

Secbumeton

Fluometuron

Metosulam

Flubendiamide

Dinocap

0
70

0000000
Vo O T MM N -

sjloday jo oN

8
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EUPT-FV-SM06

European Proficiency Test FV-SM0é

Preliminary Results

SMO0é6 % of Reported Pesticides

66

(67 Laboratories Reported Data)

Ethoprophos
Cadusafos
Fipronil

Afrazine

Demeton-S-
methylsulfone

Prosulfocarb
Fenpropidin
Furathiocarb
Endrin
Terbufos

HCB
Spiromesifen
Phorate
Fuberidazole
Dodemorph
Carbetamide
Secbumeton
Fluometuron
Metosulam
Flubendiamide

Dinocap

spoday jo %
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EUPT-FV-3M0s
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Lab057*
Lab038
Lab037
Lab024*
Lab016*
Lab015
Lab053
Lab046*
Lab044*
Lab035
Lab029
Lab026
Lab011
Lab007*
Lab060
Lab058
Lab042
Lab027
Lab013
Lab008
Lab003
Lab055
Lab048
Lab036
Lab032
Lab009
Lab006*
Lab050
Lab041*
Lab010*
Lab001
Lab051*
Lab047
Lab040
Lab03¢9
Lab031
Lab030
Lab018
Lab067
Lab0é5
Lab064
Lab052
Lab049*
Lab028*
Lab025*
Lab014
Lab0é66
Lab062
Lab020
Lab056
Lab043
Lab012
Lab004*
Lab054
Lab045
Lab021
Lab068
Lab059
Lab034
Lab033*
Lab023
Lab002
Lab022
Lab019*
Lab017
Lab063
Lab0é61
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Preliminary Results

MO02

SMO03 SM04 SMO5 SMO06

H 9% laboratories with more than 50% of pesticides reported
H 9 laboratories with more than 70% of pesticides reported

¥ 9% laboratories with more than90% of pesticidesreported
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Non reported pesticides

M SM 02
HSM 03
M SM 04
M SM 05
M SMO0é6

% laboratories

0-1 Not Reported 2-3 Not Reported 4-5 Not Reported >5 Not Reported
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Not spiked pesticides in test item EUPT-FV-SMO04

European Proficiency Test FV-SM0é

(Atrazine Cadusafos Carbetamide Demeton-S-methyIsquone\
Dinocap Dodemorph Endrin Ethoprophos Fenpropidin

Fipronil Flubendiamide Fluometuron Fuberidazole Furathiocarb

HCB Metosulam Phorate Prosulfocarb Secbueton
\ Spiromesifen  Terbufos J

Other compounds have been detected or identified and quantified in the sample
by the organizer at concentrations below 10 pg/kg:

| Atrazine-desethyl-2-hydroxy, Fenamiphos sulfoxide

« Carbofuran *|Fipronil sulfide

Not quantified

| Difenoconazole Fipronil sulfone

 Dimefuron * Phorate sulfoxide Detected in the

{Endrin ketone - Terbufos sulfoxide blank and in
the sample

* Fenamiphos *| Triadimenol
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Not spiked pesticides in test item

ERLFVO,

Atrazine—desethyl-2-hydroxy
LC-Orbitrap-MS

XIC Atrazine-deshetyl-2-hydroxy 170.1036 +5 ppm. SMO06

812
“" EUPT-SMO06 S |
100000 p
@
5 soo00d Idx Formula RDE | Delta ppm
g ]
= ]
E 1 1 CaH1z O Ns 35 -1.567
< 60000
= ]
E ]
& 40000
20000
4 424 8.43 10.91
0 T T T T T T T T T \h T T T T T T T T T T T T T T T T T T T In T T T T T T T T T \n| T T T T T T T T T T T T T T T T T T T T T T T
2 3 4 5 8 7 8 9 10 11 12 13 14 15
Time (min)
o -
e 171.1480
5 100
£ 100
C -
3 4
2 7
o 50
g Y] 175.0898
® 1671086 160128 170.0963 1731171
= 1681229 i ’ | 1721330 : 1741275 l 176.1280 1771272
v o, : ] I b IL u . l
1 170.1036
100
50]
i 171107 1721079 1734117 174.1148 1751116
T T T T T T T T T T T T T [ e T T T T T T T T T T T T T e T T T e T e T e e T T T T T T T T T e
167 168 169 170 171 172 173 174 175 178 177

m'z

Tentative identification
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EURL-FV

Not spiked pesticides in test item

Endrin Ketone

GC-TOF-NCI-MS

x102 |-Cl EIC(377.8706) Scan SM06_82b_2.0 Smoath (7)
541

335 Exact mass 377.8706 c

Endrin, Keto-
Endrin 0=
Rt 23.851 min Cl
2 o] Cl
Rt 24.946 min

SAMPLE 82 SM06

17 18 198 20 2 » B 2 B 2% 27 28 28 30 3 EA
Counts vs_ Acquisition Time (min)

x«10 2 |-Cl Scan (24 546 min) SM0E_22b_2 0 Subtract
. 2ED 2437
221 Mass spectrum Tentative 220p7e
24 - .
1s| ldentification
1.6
-] ENDRIN KETONE
12 185.0157
1 128.0104 1042.76
o 854 53 21 gisngge
a2 726, 3I07.59150
0.6 151.0413 53093 et
0.4 73.3331 408 .64
02 258.45
-{:._ .ml.lJ-ll.Ll-llLUHhLulwa.
e 80 10O 120 140 1&D 180 200 Z20 240 260 280 300 320 340 360 380 400D

Tentative identification

Counts vs. Mass-to-Charge (miz)

420 440 4650 430 500 520 540
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http://www.eurl-pesticides-datapool.eu/asp/en/stoff_grafik.asp?grafik=../../grafik/strukturformel/Endrinc_Keto-.gif
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Not spiked pesticides in test item

ko
Tah

S

O

o

European

— EUR FV

I

Fipronil sulfide LC-Orbitrap-MS

ESI (-)

RT-4.99-1  XIC Fipronil sulfide 418.9365 5 + 5 ppm. SM06 Sample Y

wii  EUPT-SMO06 Sample

60000

Relatie Abundance

400009

20000

1 526 8.18 8.32 881 896 958 1164 12.50 1294
e e L e o s s s s s s s s e .5 e e s s s s s ) s B s s B B B e
50 ki) 6.0 6.5 70 15 8.0 85 9.0 95 10.0 1015 1.0 113 120 125 13.0 135

Time (min)

SMO06_neg #2140 RT: 966 AV: 1 SB: 333 886966, 10.08-10.77 NL: 1.64E5
T: FTMS - pESI Full ms [100.00-800.00]
418.9382

=
=
|

Id Formula RD | Delta pp
1 | C12 Ha M4 Clz F85 9.5 6.545

4209352 1

o
=

=
=

.
=1
1

Relative Abundance

]
=
|

419.9423 4229323
416.9630 417.9015 413,844 42[]_5&9 421.1374 4219383 124913

1415.2323 . - .\ A .
T 117 T 1 L DL L L L L L L L L R L L LI N B B Y I S O R B B B O L L L L L L L L L L

0
[ T TTT T T
4150 455 4160 4165 4170 4175 4180 4185 4190 4195 4200 4205 4210 4215 4220 4225 4230 4235 4240 4245 425

. - . . m/z
Tentative identification
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Not spiked pesticides in test item

ko
Tah
European
— EURL FV
-

Carbofuran

W192.168.211.26' calibur.. \SM_pos 3/21/2014 9:08:02 AM

LC-Orbitrap-MS

RT: &.00-10.9

XIC Carbofuran 222.1119 + 5 ppm. Spiked at 10 pg/kg

3500000

=310 ppb

2500000
E .

=2 Analytical Standard

§15uuuuu5 y

10000005

so00000
uE €13 §.25 6.38 6.58 665 6.85 699 7.15 7.25 7.40 7.56 8.24 835 8.50 8.58 868 a32 9.09 9.17 9.29 9.37 5E0 975 5.50 g5z 10.32 10,52 10.64 10.80

. . — T . : — T . : : — : — . — : 7 . — . T T —— 7 7 — = . T ; T T T T T —

€.0 6.5 7.0 7.5 &0 &5 5.0 9.5 10.0 10.5

Time (min})

RT: 888 -11.0
. XIC Carbofuran 222.1119 £ 5 ppm. SMO06G sample

1400000

1200000

g EUPT-SMO06 Sample Concentration level <10 ug/kg

TS E.18 £.30 .21 882 377 =.%0 515 9.23

5.47 9.58 9.72 5.82 10.00 10.09 10.33 10.45 q0.62 10.84

T T T T T T T T T T T T T T T T T T T T T T T T T 3 T T T T T T T T T f 3 T
5.0 6.5 7.0 7.5 2.0 &5 9.0 9.5 10.0 10.5

SM_pos#1728 RT: 7.70 AWV: 1 SB: 217 1.42-2.38 HNL: 1.39E6
T:FTME +pESI Fullme[100.00-800.00]

200 Idx Formula RDB | Delta ppm
1 C12H18 O3N 5.5 1.441

150

Felahe Adndance

too 222113
so
. 225143
220828 223118 224.095 226.152
220.154 |221.0?¢ 222,149 Jj 223.173 { 225058 225825 T
o —T T ——T—— T T e e I B S e e L E s e e e e s e T —
220.0 220.5 221.0 221.5 222.0 222.5 223.0 223.5 224.0 224.5 2250 2255 2280
miz
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Not spiked pesticides in test item

EE8 EURL-FV

Dimefuron

/21/2014 9:53:55 AM

LC-Orbitrap-MS

Pimiento_100ppb_pos

NL:
2.8588
8 BasePeak
: an epper o
E 200000 339.1K5-
3 339281 M S
4 Blanco_pos
@ 100000 RT: 8.71
I s05 810 212 545 523 525 533 8.47 8.51 Bwﬁﬁ_ﬁf_ﬁ_\j 5.78 9.05 9.27 82  9.90 9.95
T L e e e e LA L L B R B B e B Rt s B Bt B B B e e e B B I e B e e e B B e B s B B s B M B
8.0 8.1 8.2 8.3 8.4 8.5 8.8 8.7 8.8 8.3 9.0 9.1 9.2 9.3 9.4 9.5 2.8 9.7 2.8 9.8 100
Time (min)
RT: 8.69 NL: 2 50E8
. MA: 12797520 . Ba=m Peskmiz=
2 339.1145-
ppb Analytical Standar S
H M eptyl d_dimef_Pi
ienta_10pphb
1000000 misnte_toee
2
]
k] 8.08 8.08 8.11 8.22 8.25 8.29 8.34 5.45 5.49 5.81 5.98 9.02 9.18 9.21 9.31 9.40 9.44 9.82 9.83  10.00
L o e e e L e I e B e B e e e B e B B B LI L B B s B B B B B B B B B B B
8.0 8.1 8.2 8.3 8.4 8.5 8.8 8.7 8.8 8.9 9.0 9.1 9.2 9.3 9.4 a.5 9.8 9.7 9.8 9.9 10.0

Time {min)

NL:
448E5

Concentration level*=z=,
{ EUPT-SM06 Sample e,

M08

g
£ 400000
&
3

3 ooasa <10 ug/kg

:
F 100000
] g.04 807 812 814 8.27  8.34 243 549 852 8860 9.05 5.10 9.18 9.29 9.39 9.43 946 9.52 961 9.67 875 966 EEL]
L o e S e o s B et i e B B S B B e e sy e L s e s e B s e B e e e s e B B Bt s B BB B e B e B B s e e
8.0 8.1 8.2 8.3 8.4 8.5 8.8 8.7 8.8 8.9 9.0 9.1 9.2 9.3 9.4 5 9.8 a.7 9.8 9.9 10.0
Time (min)
RT: 8.70 NL:5.ZES
MA: 2221454 BaseFeakmiz=
g 339.145-339.1281
£ . Ms
§ee 10 Analytical Standar ap e
2 pos
% 200000
2
é‘? g.08 810 515 520 827 532 538 8.43 .54 587
e e e e e e e
8.1 8.2 8.3 8.4 8.5 8.8 8.7 88 8.9 a.0 3.1 9.2 a3 9.4 a5 a8 a7 2.8 LX) 10.0
Time (min)
o
339.122
MS Spectra SM06 Cisttis Error 1.018 ppm
<
¢ s0 340.125
3 Ca3H3 06 Ng
g G 7 ———— T
3387 ass.e 3389 33g.0 339.1 33s.2 a3s3 a3g.a 3395 339.8 339.7 33s.s 33se 340.0 340.1 320.2 340.3
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Not spiked pesticides in test item

ERLFVO™-H
Fenamiphos LC-TOF-MS

x10% | XIC Fenamiphos 304.1125 + 20 ppm. SM06 Sample
64
54
o EUPT-SM06 Sample
34
54
14 .
. . IConcentration level
86 88 3 92 94 96 98 100 102 104 106 108 11 112 114 116 118 <10 /k
%104 |MS Spectra SM06 ug g
14 L
0.3 Formula T Species T8 miz ¥4 Diff(ppm)” T8 Score T4 £
02 Ci3H22NO3PS  (M+H)+ 304.1161 -9.98 24.42
07 C11H23CIFNO3S | (MeH)+ 304.1161 | -5.63 38 51
' C12HZ5CIZFNP | (MeH)= 304.1161 | -0.85 47.39
08+ C11H20F3N 035 | (M+H)= 304.1161 | 9.15 27.19
0.5 304 1161
{[C13 H22 N O3 P S]+H)+
04-
03
02-
014
04 . | 1 | I|| ' [ || | 1 |I | | | 1 | - IR . L.
301 102 303 304 305 306 07 108 309 310 1 112

Counts vs. Mass-to-Charge (m/z)

European Union Proficiency Test in Fruits and Vegetables - Screening Methods 06



Not spiked pesticides in test item

ERLFVO,

Fenamiphos sulfoxide LC-TOE-MS

104 |- XIC Fenamiphos sulfoxide 320.108+20 ppm. SM06 Sample

1254 1047

| EUPT-SM06 Sample

0754

054 .
v Concentration

o7 TV e v T e Ve T e e e e level

- I r T TITr i T T 7T T T T T T T 7T T Tr T T T 1T 7T T T 71T T T 71T T T T T T 7T
63 64 6H 66 67 6B 63 7 7172 7374 757677 78 79 8 8182 83 84 85 86 87 88 89 9 91 92 93 94 95 96 <10 I-J-g/ kg
Counts vs. Acquisition Time (min)
%104 |MS Spectra SM06

111 320.1091

: ([C13HZ22 N 04 P 5}+H)+

14
03 CI3H2Z2ZNO4PS  (M+H)+ 3201091 -354
ﬂ-g' ok I I I G o B IO o N B O B FRELD I RN i e AT C
0.7
0.6 3271459
0.5
044
0.3
0.2
0.1 ‘

o | Il [P | | | L | |:|| | T T ||.| L. | .|| L.

221 272 193 34 35 W6 7 WE 9 33 131
Counts vs. Mass-to-Charge (miz)

st

115 g 37 13 39
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Not spiked pesticides in test item

= EWRLFVOH

Fipronil sulfone LC-Orbitrap-MS

ESI (-)

RT: 499-1399 SM: 7B

3000000

== 10 ppb Analytical Standard

5 E
E 2000000

21 500000—:

& E
& 1000000

500000

| 523 554 1004 1056 1074 1112 13.33
S e e e e s e B B B B B e B e B B B e B B B B ey B B B B e B O P B B By e B B B B By B

RT:- 499-1399 SM: 7B

200000

Ly EUPT-SMO6 Sample Concentration level
- <10 pg/kg

50000

Rel

J5.14 9.07 9.33 13.19
L T T T T T T Tt T LI e B s

L s B B B B BB B B S B B B B T T T T T T T T T T T T T T T T T
50 55 8.0 85 70 75 &0 85 90 as 100 105 11.0 115 120 125 130 135
Time (min)

SM06_neg #2172 RT:- 981 AV:1 5B 338 586966, 10081077 NL: 2 31ES

T: FTMS - p ESI Full ms[100.00-800.00]
450.9280
100 Ir.l[ Formula RD| Delta pp
4 452.9249
. 7 1 | C12 H3 Oz N4 Clz FeS 95| 8127
-
E 60
s %97
Ed -
T ]
= 40|
& | 44 0081
20+ 4519314 454.9218
] 450.1195 asapers 456.8642  457.8799 459.8865
1 4 247.8519 4491041 4511217 || 452.2501 ,ﬂ 3558663 | | 458 8829 L 450.8565 461.4587
- -ttt
447 448 449 450 451 452 453 454 455 456 457 458 459 480 481 482

m/z
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- Not spiked pesticides in test item
= EWRLFVOP>H>»

Phorate sulfoxide

LC-Orbitrap-MS

UUUUUUU —

10 ppb Analytical Standard

g ]
5 1500000:

2 1000000 |
z i

. I EUPT-SMO06 Sample Concentration level
- <10 pg/kg

uuuuuu

8.85
07 T T T T T
T\m; (min)
MS Spectra SM06
Formula RDB | Delta ppm
120 277.018
4.00d  cumoun C7H1ig 02 P53 0.5 2.059
3
S so
Z
o B
=
2 4
lﬂ 2741 280.176 281 174
272.020 - -
SwHzON: o AiG N °‘“’ ssssssssssssssssssssssss o
Il 1 L 4
27‘5.5 271(.0 27":’.5 272.0 2785 27‘9.0 2795 28(‘).0 28‘0.5 281.0 28‘1.5 ZBIZ.O
mu:
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%103

1.5+

0.54

Not spiked pesticides in test item
EURL-FV

XIC Terbufos sulfoxide 305.0463 + 20 ppm. Pepper Blank spiked at 10 pg/kg

10 ppb Analytical Standard

%103

1.5+

0.54

XIC Terbufos sulfoxide 305.0463 + 20 ppm. SMO6 sample

EUPT-SM06 Sample Concentration level

<10 pg/kg

865 87 875 88 885 89 835 9 905 91915 92 925 93 9365 94 945 95 955 96 965 97 975 98 985

x103
1.84

1.6
1.4+
1.24

14
0.8
0.6
0.4
0.2

MS Spectra SM06 _
305.0467
([CS H21 O3 P S3J+H)+ VB Species V8 miz V8 Diff (ppm) V8 Scorev VR |
(M+H)+ 305.0467 -1.19

(M+H)+ 305.0467 | -6.67

Formula
C9H2103PS3

Best ¥

Rl O
(o

C11H16N202S3 85.61

(IC9 H21 03 P S3J+H)+
l]] 309.1269

I I

@ -
T L

2015 202 2025 303 2035 2304 2045 305 3055 306 23065 307 2075 308 3085 309 3095 310 3105 311 3115 312

Counts vs. Mass-to-Charge (m/z)

Terbufos
sulfoxide
LC-TOF -MS
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Not spiked pesticides in test item

ko
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European
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I

Difenoconazole

LC-Orbitrap-MS

RT: 7.98 -12.03 SM: 7B
10.17

;‘; Blank Pepper Present in the blank material

. 10.31
10 <
9.90 9.94 A
Tt

10.41

S~ <1050 1070 1078 10.91 11.17 11.29 11.49 1171 11.79 11.8

DR PP LR SO e T Oy P S A -~ S ST LY

LN~
LI B S e s T T L S S S B B By S e e T ¥
10.0 10.2 10.4 10.6 10.8 11.0 11.2 11.4 11.6 11.8
Time (min)

NI S S O S S S S S S S B S S B S S B N B S S EE S S S S S S S S S |
8.0 8.2 8.4 8.6 8.8 9.0 9.2 9.4 9.6 9.8

RT: 7.97 -12.10 SM: 7B
10.16 10.17

EUPT-SMO6 Sample Concentration level <10 ug/kg

40
30
20 \
3\,
10 \. 1042 10 46
PN - 10.73
as1 999 AN, IOT dost | auas na niso ues 1T | son
O I o e e LA B S B e B S I e I A S B o e e e e LA s B e e A S e B e B e o e o
8.0 8.2 8.4 8.6 8.8 9.0 9.2 9.4 9.6 9.8 10.0 10.2 10.4 10.6 10.8 11.0 11.2 11.4 11.6 11.8 1

Time (min)

SMO06_pos #2278 RT: 10.17 AV: 1 SB: 217 1.42-2.38 NL: 1.97E6
T: FTMS + p ESI Full ms[100.00-800.00]

Spectra SM06

Idx[ Formula [ RDB [ Delta rnrnu|
120 406.071 1 CiaHisO3NaClz| 115 0.527 I

Ci11H14 011 Ne

100
80 408.068
Ci17H1006N
0 17H1006 N7
40 407.075 409.072
408.237 410.066 a11.
2 404.300 405.262 406.280 Ci9H702N10 C20Hz2 OsNa CaeHoOzNa C23HsON Cz2Hs
Ca9Hao OsNa Ca2Hss 04N C20Ha007N ) C ) 2T )
0 I L 9 L
-t -"4 7
404.0 404.5 405.0 405.5 406.0 406.5 407.0 4075 408.0 408.5 409.0 409.5 410.0 4105 411.0
m/z
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x104

5-
44
34
2-
1
0

Not spiked pesticides in test item

ERLFVO,

XIC Triadimenol 296.1155+20 ppm. Pepper Blank

Blank Pepper

JE1>

Present in the blank material o
Triadimenol

LC-TOF-MS

A

x104
3.54

2.54

~N
i

1.5

0.54

XIC Triadimenol 296.1155+20 ppm. SMO06

Sample

EUPT-SM06 Sample

9.419

Concentration level
<10 ng/kg

A

A

x104

1.54

0.54

82 83 84 85 86 87 88 89 9 91 92 93 94 95 86 97 98 99 10 101 102 10.3 104 105 106 10.7 108 108 11 111112

Counts vs. Acquisition Time (min)

C14 H18 CI N3 O2: +ESI Scan (9.296 min) Frag=50.0V Blanco_pimientoFv.d Subtract

296

Best ¥+ Formula Y+ Species YR miz ¥ Diff (ppm) ¥ ScoreV ¥+

I C14HIBCIN302  (M+H)+ 2961160 -2.81 86.04

.......

1| |

293 2935 294 2945 295 2955 296 2965 297 2975 298 2985 299 2995 300 3005 2301 3015 202 3025 203 2035 304

Counts vs. Mass-to-Charge (m/z)
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Pesticides in the Blank material ~ EUPT-FV-SM0Q§

uropean Proficiency Test FV-SM0é

ko
Tah

.

O

N
European

=1 EURL-FV

-

2 Pesticides in the blank:

DIFENOCONAZOLE

TRIADIMENOL

Concentrations below 10 pg/kg
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Other reported pesticides EUPT-FV-SM06

European Proficiency Test FV-SM0é
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Pesticides repoted by 3 or more laboratories but not

detected by the organizer:

Diuron
Formetanate
Prometon
Terbumeton
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%102 - XIC Diuron 233.0243+20 ppm. SM 06
Sample

Other reported pesticides

1 ! |
CH; H
. DIUron
C9H10CI2N20
0.6 I m/z 233.0243 I
0.4 | Rt 8.8 min
0.2- M M A '
| A UL L
x10% |- XIC Fluometuron 233.0896 + 20 ppm. SM 06 Sample 4 F\C/
™
. F
4 Fluometuron (spiked) Y
038+ R
06 CH,; H
0.4 C10H11F3N20
02 m/z 233.0896
) Rt 8.6
0
5 55 3 65 7 75 H 85 ) 35 0 105 1 15 12 125
Counts vs. Acquisition Time (min)
x108 IMS Spectra SM06
14 233.0901
0.9 ([C10H11 F3 N2 OJ+H)+ Best Y+ Formula Y+ Species Y+ miz ¥+ Diff (ppm) ¥+ ScoreV ¥
: w [ ) CIOHT1F3N20  (M+H)+ 2330901 -1.84 98.48
0.8+ @ |C CI3HIOF2N2 | (MsH)}» | 233.0901 | -6.71 86.02
0.74 g [C CI12H12N203 | (M+H)+ 233.0901 | 8.72 8221
064
0.5
044
0.24
0.2
0.1 225.1889 "]
0 = T - T T T L) I-; T T T T T T T T
228 230 231 232 233 234 235 236 237 238 238 240 241 242

Counts vs. Mass-to-Charge (miz)

ERLFVO,

Diuron
LC-TOF -MS
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Other reported pesticides

Secbumeton

Spiked "¢~

i f\)ﬁ\ HaC " I N CH
= 3
MNH I H [ =
H; Ha MH M MNH CHs HaC NHJ\N/I\NH

C10H19NS50

XIC Secbumeton 226.1662+ 20 ppm spiked at 50 pg/kg

Terbumeton Prometon

LC-TOE -MS
CHs CHa N/L“

CHs

C10H19NS50 C10H19N50

50 ppb Analytical Standard

x108 XIC Secbumeton 226.1662+ 20 ppm. SM06 sample

“6633

EUPT-SMO06 Sample

61 62 63 64

65 66 67 68 69 7 71 72 73 74 75 76 717 78 79 8 81 82 83 84 85 86

"13_:_ ‘MS Spectra SM06

224

1.8
16
1.4
1.2

0.8+
0.6
0.4+
024

lial.d

224 235 226 227 228 229 230 231 232 233 234 235 238
Counts vs. Mass-to-Charge (miz)
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Other reported pesticides

Formetanate _
LC-Orbitrap-MS

- 10 ppb Analytical Standard

Relative Abundancs

30
20
10

Time (min)

RT: 0.00 -18.01 SM: 7B
100
90
g0

- EUPT-SM06 Sample

50
40
20

Relatve Abundance

20
10

Time (min)

Formet_phor_fipr_10ppb_pos#775 RT: 3.48 AV:1 SB: 217 142-2.38 NL: 1.14E6
T: FTMS + p ESI Full ms[100.00-800.00]

222.123
C11H1geOzNz
100
o 80
8
2
2
£ B0
z
g 40
= 223.127 225.109
# : CioHis 02Nz %7 124
20 220.938 C1sHzo Cl - 231.118 233 121
220118 - 224 050 228112 CaoH1 03N 228.124 229.145 230.138 P 232.155 -
CrzHigOzNz CeHO=N:Clz CorHsN X CieHz=NCIz Ll CoHz:D2NzGl  CisHiON  CraHicONz ; CraHmOMNz  CiHiN c
o T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T ‘\ T T T
T T T T T T T T T T T T T T
220 221 222 223 224 225 226 227 228 229 230 231 232 233

miz

European Union Proficiency Test in Fruits and Vegetables - Screening Methods 06



Other Reported Pesticides

111111 T111111

111111111

111111111111

1

1

Vernolate
Trifloxystrobin
Tridemorph
Tetramethrin
Terbumeton
Terbucarb
Tefluthrin
Tebufenpyrad
Spiroxamine
Spiromesifen
Simazine
Resmethrin
Propazine
Prometon
Promecarb
Methoxychlor
MCPB

Lenacil
Hexachlorociclohexane
Fosthiazate
Formetanate
Flonicamid
Fenpyroximate
Fenobucarb
Fenitrotion
Fenarimol
Exdltolide
Etrimfos
Ethopenprox
Endosulfan Beta
Diuron
Disulfuton
Dioxiation
Dinoseb
Dinobuton
Diniconazole
Cyprodinil
Chlorpytrifos-ethyl
Chlorpytifos
Chilorothalonil
Chlormephos
Carbofuran (7-phenol)
Buprofezin
Binapacryl
Azoxystrobin
3-Trifluormethylaniline
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Analytical Techniques EUPT-FV-SMO05
ERLFVP”™ > 00000000

SM-06 Techniques (Full Scan)
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m
B Total Number of Reported Detections (some laboratories apply more than one technique) B Full Scan GC B Full Scan LC
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Analytical Techniques EUPT-FV-SM06

European Proficiency Test FV-SM0é

= ERLFVOH>»

GC Total

EC

Total
Full Scan
[ o |

LAB. CODE

l

Lab001
Lab002
Lab003
Lab004*
Lab006*
Lab007*
Lab008
Lab009
Lab010*
Lab011
Lab012
Lab013
Lab014
Lab015
Lab016*
Lab017
Lab018
Lab019*
Lab020
Lab021
Lab022
Lab023
Lab024*
Lab025*
Lab026
Lab027
Lab028*
Lab029
Lab030
Lab031
Lab032
Lab033*
Lab034
Lab035
Lab036
Lab037
Lab038
Lab039
Lab040
Lab041*
Lab042
Lab043
Lab044*
Lab045
Lab046*
Lab047
Lab048
Lab049*
Lab050
Lab051*
Lab052
Lab053
Lab054
Lab055
Lab056
Lab057*
Lab058
Lab059
Lab060
Lab061
Lab062
Lab063
Lab064
Lab065
Lab066
Lab067
Lab068

EUPT-FV-SMO06

European Proficiency Test FV-SM0é

(o]

: Total Detections: 1062 GC Detections: 459 LC Detections: 603

am 1otal Full Scan: 427 GC Full Scan: 224 LC Full Scan: 203

: H (40% of the Total) (49% of the FS detections) (34% of the FS detections)
i

R EuPTFU-sos
82 Total Detections: 1001 GC Detections: 313 LC Detections: 688
=m lotal Full Scan: 318 GC Full Scan: 157 LC Full Scan: 161
(32% of the Total) (50% of the FS detections) (23% of the FS detections)
S SEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEER
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EURL-FV

Analytical Techniques

1200

1000

800

600

400

200

1062

1001

4603

523 (49%)
462 (75%)

427 (40%)

224 (49%)
203 (34%)

395 (42%)

SM 03 SMO3FS SM 04 SMO04Fs SM 05 SMO5FS SMO0é SMOé FS

m Total Detections ®mGC Detections mLC Detections
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Thank you for
your attention
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