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Preparation of the test item

EUPT-SMO08 Results



ERLFVP& S [H§m

ACTIVITY DATE

Publishing the Calendar and Matrix on the Web page. 9" December 2015
Receiving Application Form from invited laboratories. 1 December 2015- 11" January 2016
Specific Protocol published on the Web site. 25" January 2016 at the latest

Sample distribution. g™ February 2016
Deadline for receiving results: Fill in “Results Page” 72 hours after receiving the sample
Preliminary Report: only results, no statistical freatment. Last week of March 2016
Final Report distributed to the Laboratories. December 2016
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EUPT-FV-SMO08- Participants 83 PCII'ﬁCipCI nts

Participation

Austria 1 India 1

Belgium 3 Ireland 1

Bulgary 1 Italy 9
China 3 Kenia 1

Croatia 1 Latvia 1

Cyprus ] Norway 1

Czech Repubilic g Romania 1

Denmark 1 Serbia 1

Estonia 1 Slovenia 1

Finland 1 Spain 16
France 6 Sweden 2
Germany 15 Switzerland 1

Greece 1 The Netherlands

Hungary 3 UK
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Pesticides used for the treatment

Benalaxyl Prosulfocarb
Chlozolinate Prothiofos
Clomazone Pyrethrin
Cyazofamid Quintozene
Fenpyrazamine Rotenone
Heptachlor Tetramethrin
|sopyrazam Triticonazole

Phenthoate
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Results

15 Evaluated Pesticides

83 Laboratories
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Concentrations
CONCENTRATION
Pesticides el :nean Homogeneity test
(mg/kg) (ma/ka)
Benalaxyl 0.052 0.053 20.3
Chlozolinate 0.047 0.042 42.4
Clomazone 0.075 0.085 25.0
Cyazofamid 0.070 0.068 33.3
Fenpyrazamine 0.049 0.060 17.7
Heptachlor 0.061 0.058 38.1
Isopyrazam 0.074 0.085 23.2
Phenthoate 0.068 0.065 240
Prosulfocarb 0.051 0.057 224
Prothiofos 0.076 0.086 24.7
Pyrethrin 0.111
Quintozene 0.063 0.058 34.0
Rotenone 0.073 0.085 225
Tetramethrin 0.068 0.071 30.4
Triticonazole 0.055 0.065 20.7

EUPT-SMO08 Results

i) |EURL!

|

Eompe i beowce oy

Europea

T-rv-smosli



B.
!—

EUPT-FV-SM08

European Proficiency Test FV-SM08

Concentrations

0,08

0,06

0,04

0,02

0,00

Triticonazole

Tetramethrin

Rotenone

Quintozene

Pyrethrin

Prothiofos

Prosulfocarb

Phenthoate

Isopyrazam

Heptachlor

Fenpyrazamine

Cyazofamid

Clomazone

Chlozolinate

Benalaxyl

m Concentration (Homogeneity test)

m Robust mean

EUPT-SMO08 Results



Residue definition: Pyrethrins ‘
ES EWRLFVY e

Proficienc:

~ . efsam

T T —. Peer review of the pesticide nsk assessment of the active substance pyrethrins

THE ACTIVE SUBSTANCE AND THE FORMULATED PRODUCT

This mixture of substances 15 considered by the International Orgamization for Standardization not to
require a common name. The trivial name “pyrethrnins’ 1s used to describe this mixture. The mixture 1s
Pyrethrins 1 (which consists of pyrethrin 1, cinerin 1 and jasmolin 1) and Pyrethrins II {containing
pyvrethrnin 2, cinerin 2 and jasmolin 2).

Pyrethrins | (chrysantemates) Pyrethrins Il (pyrethrates)

/F'*’"“‘”“"“l ""X”" % in standard e e m\
L1 Cinerin | 2 PO Q—/_/

_ ——  Cinerin li 2 . °

pyrethrin 2 HE

mfﬁ_ | Jasmolin | 2 "“TAK "

[ . asmolin [l 1

cinerin 1 T Pyl’eth rin | 21 AV - cHy
. y__Pyrethrin li 15 ] K‘{“-Q_ﬁr

\as AN L
EUPT-SMO08 Results R -




bomgen

ko
Tah
S
O
o
European
— EUR FV
I

EUPT-FV-SM08

European Proficiency Test FV-SM08

Pyrethrin |

Standard 150 ug/kg in Spinach Sample 53 SMO08

329.1->161.0,329.1->133.0,329.2 -> 143.0 329.1->161.0 ,329.1 ->133.0, 329.2 -> 143.0

& x10 2| Ratio = 25.7 (109.4 %) & x102 | Ratio = 25.1 (106.6 %)
e Ratio = 23.5 (104.8 %) g Ratio = 22.9 (101.7 %)
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Pyrethrin I

Standard 105 ug/kg in Spinach Sample 53 SMO08

373.1->161.0,373.1->133.0 73.1->161.0,373.1->133.0

£ x10 2] Ratio = 35.4 (100.0 %) & x102 | Ratio = 33.2 (93.8 %)
g 8
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Cinerin |

Standard 15 ug/kg in Spinach Sample 53 SMO08

317.0 ->149.0,317.0 -> 107.1 317.0->149.0,317.0 -> 107.1

& x10 2| Ratio = 84.0 (100.4 %) = x10 2] Ratio = 74.9 (89.6 %)
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Standard 15 ug/kg in Spinach
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+ MRM (361.1 -> 301.0) Sample053_A_SM08.d
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Jasmolin |

Standard 15 ug/kg in Spinach

331.0-> 163.2, 331.0 -> 107.0
X x10 2| Ratio = 64.4 (100.0 %)
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331.0->163.2,331.0 -> 107.0

Relative Abundance (%)

x10 2

Ratio = 57.6 (89.4 %)
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Jasmolin Il

Standard 130 ug/kg in Spinach

375.0 ->163.0, 375.0 -> 121.0

Ratio = 15.2 (100.0.%)
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375.0->163.0 , 375.0 -> 121.0

x10 2

Ratio = 15.7 (103.1.%)
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Concentration of pyrethrins
reported by laboratories

53 (64%) participants reported Pyrethrins

'

36 participants reported concentration values for Pyrethrins

25 as “Pyrethrins” @ 5 reported the 6 components

6 reported 1-5 components

Pyrethrins|Cinerin I|Cinerin ll|Jasmolin I|Jasmolin IlI|Pyrethrin ||Pyrethrin II

No of reports

25

13

% of reports

33

12

11

17

11
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Results

Pesticides reported by 3 or more laboratories:

» Azoxystrobin  Indoxacarb

» Difenoconazole * Metconazole

« Endosulfan sulfate » Tecnazene

* Fenamiphos sulfone  Tetraconazole
* Fenamiphos sulfoxide » Thiabendazole

» Hexachlorobenzene

EUPT-SMO08 Results



Azoxystrobin (LC-MS/MS)

Standard in spinach

at 0.01 mg/kg

404.0 -> 372.0 , 404.0 -> 344.0

404.0 -> 372.0 ,404.0 -> 344.0

ERLFVP, S HyE

EUPT-SM Sample

Ratio SRM2/SRM1: 13.4
Conc <0.01 mg/kg

£ x10 47 Ratio = 15.6 (117.3 %) £ x10 3 Ratio = 13.4 (101.4 %)
é 1.5+ § 1.54
1.4+ 1.4
131 1.3
1.2 1.2
1.14 114
14 14
0.9+ 0.9
0.8+ 0.81
0.7 Ratio SRM2/SRM1: 15.6 0.7
0.6 0.6
0.5 0.51
0.4+ 0.4-
0.3 0.34
0.2- 024 /
0.1 0.1
0 04
0.1 0414

92 925 93 935 94 945 95 955 96 965 97 9.75 98 9.85 99 9.95

EUPT-SMO08 Results

Acquisition Time (min)

92 925 93 935 94 945 95 955 96 965 9.7 9.75 9.8 9.85 9.9 9.95

Acquisition Time (min)
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Difenoconazole (LC-MS/MS)

Standard in spinach

at 0.01 mg/kg EUPT-SM Sample

Ratio SRM2/SRM1: 29.2

406.0 -> 251.0 , 406.0 -> 337.0 406.0 -> 251.0 , 406.0 -> 337.0 COI’IC < 00‘| mg/kg
£ x10 37 Ratio = 27.2 (98.4 %) £ x10 3 Ratio = 29.2 (105.4 %)
5.5 1.5
5 1.4
1.3+
4.5+ 1.24
4 1.1
3.5 1
0.9
37 Ratio SRM2/SRM1: 27.2 0.8+
2.5+ 0.7
0.6

/ \ 05 / \

1] 0.3
05, 0.2
0.1

07 07
-0.54 -0.14

105 106 107 108 109 11 11.1 112 113 105 106 107 108 109 11 11.1 112 113
Acquisition Time (min) Acquisition Time (min)
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3.2

3
2.8+
2.6
2.4+

Standard in spinach
at 0.01 mg/kg

336.1->266.0 , 336.1-> 188.0
£ x10 3

Ratio = 57.3 (102.5 %)

2.2

2.
1.8+
1.6

1.4+
1.2+

14
0.8+
0.6
0.4+
0.2

04

-0.24

Ratio SRM2/SRM1: 57.3

Fenamiphos sulfone (LC-MS/MS)

336.1->266.0 , 336.1 -> 188.0
£ x10 2] Ratio = 58.6 (104.7 %)
3.8
3.6
3.4
3.2

3,
2.8
26
2.4
2.2

2,
1.8
1.6
1.4
1.2

1 -
0.8
0.6
0.4
0.2

i) [EURL
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European Proficie:

EUPT-SM Sample

Ratio SRM2/SRM1: 58.6
Conc <0.01 mg/kg

655 66 6.65 6.7 675 6.8 6.85 69 695 7 7.05 71 7.15 7.2 7.25
Acquisition Time (min)

EUPT-SMO08 Results

655 6.6 6.65 67 675 68 6.85 6.9 695

7.05 71 7145 7.2 7.25
Acquisition Time (min)
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Fenamiphos sulfoxide (LC-MS/MS)

Standard in spinach
at 0.01 mg/kg

320.1->108.1,320.1 -> 292.1

£ x103 |
3.41
3.21

3,
2.81
2.6
2.41
2.2

2,
1.8

Coun

Ratio = 37.8 (97.6 %)

Ratio SRM2/SRM1: 37.8

320.1->108.1 ,320.1 -> 292.1

[2]

=

Coun

1.6+
1.4+
1.2+

|

1
0.8+
0.6+
0.4
0.2+

04
-0.2+

54 545 55 555 56 565 57 575 58 585 59 595 6 6.05 6.1 6.15

EUPT-SMO08 Results

Acquisition Time (min)

x103
1.1

1
0.9+
0.8+
0.7+
0.6+

Ratio = 37.2 (96.0 %)

EUPT-SM Sample

Ratio SRM2/SRM1: 37.2
Conc <0.01 mg/kg

0.5+
0.4

0.3+
0.2+
0.1+

04

54 545 55 555 56 565 57 575 58 585 59 595 6 6.05 6.1 6.15

Acquisition Time (min)
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Indoxacarb (LC-MS/MS)

Standard in spinach EUPT-SM Sample
at 0.01 mg/kg
Ratio SRM2/SRM1: 104.4

Conc <0.01 mg/kg

528.1->203.0 , 528.1 -> 218.0 528.1->203.0 , 528.1 -> 218.0
£ x10 27 Ratio = 86.7 (107.5 %) £ x10 1| Ratio = 104.4 (129.5 %)
>
g’ 61 8 75]
5.5 7.251
5 77
6.751
4.5 6.51
4 6.25
3.5 %
5.751
3 Ratio SRM2/SRM1: 86.7 5.5-
2.5 5.251
5,
27 4.75-
1.5 451
14 4.25-
44
051 3.751
04 3.5
118 119 12 12.1 12.2 12.3 12.4 125 118 11.9 12 12.1 12.2 12.3 12.4 125
Acquisition Time (min) Acquisition Time (min)
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Tecnazene (GC-MS/MS)

Standard in spinach

at 0.01 mg/kg

215.0 > 179.0,, 203.0 -> 143.0
£ x10 2| Ratio = 44.7 (108.2 %)

3.75. Ratio SRM2/SRM1: 44.7

EUPT-SMO08 Results

52

53 54 55
Acquisition Time (min)

Proficienc:

-FV-SM08

EUPT-SM Sample

215.0->179.0, 203.0 -> 143.0

Counts

x10 2 |

5,
4.75-
451
4.25-
4
3.751
3.5
3.25
3,
2,751
251
2,25
2,
1.75
15
1.25-
1,
0.75
0.5

Ratio = 35.6 (86.1 %)

Ratio SRM2/SRM1: 35.6

Conc <0.01 mg/kg

0.25+

In\

04
-0.254
-0.5-

! Wemaoa N liaatin o

52 53 54 55
Acquisition Time (min)
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Tetraconazole (LC-MS/MS)

Standard in spinach EUPT-SM Sample
at 0.01 mg/kg

Ratio SRM2/SRM1: 66.1
Conc <0.01 mg/kg

372.0-> 159.0 , 372.0 -> 70.0 372.0-> 159.0 , 372.0 -> 70.0
£ x10 4] Ratio = 55.9 (9.0 %) £ x10 37 Ratio = 66.1 (117.0 %)
2 )
© 09 ©
1.81
0.8
1.61
0.7
1.4
0.6 .
Ratio SRM2/SRM1: 55.9 1.2
0.5
1 |
0.4
0.8
0.3 05
0.24 0.4-
0.1 0.2
0 04
956 97 9.8 99 10 10.1 10.2 10.3 956 9.7 9.8 9.9 10 10.1 10.2 10.3
Acquisition Time (min) Acquisition Time (min)
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Thiabendazole (LC-MS/MS)

Standard in spinach
at 0.01 mg/kg

202.0->175.0,202.0 -> 131.0

x10 4| Ratio = 71.2 (98.8 %)

12| Ratio SRM2/SRM1: 71.2

08 09 1 11 12

EUPT-SMO08 Results

13

14

15

16 17
Acquisition Time (min)

202.0->175.0,202.0 -> 131.0

%]

-

Coun

x103 |

3.4+
3.2+

Ratio = 71.8 (99.7 %)

EUPT-SM Sample

Ratio SRM2/SRM1: 71.8
Conc <0.01 mg/kg

3
2.8+
2.6
2.4+
2.2+

2,
1.8
1.6
1.4
1.2

1,
0.8
0.6
0.4
0.2

04
-0.2

08 09 1

11

12

13

14 15 16 17
Acquisition Time (min)



Endosulfan Sulfate (GC-MS/MS)

Standard in spinach

at 0.01 mg/kg

271.9 ->237.0, 273.8 -> 238.9 , 387.0 -> 289.0
£ x10 3] Ratio = 29.9 (113.6 %)
Ratio = 4.4 (100.4 %)

Coun

2.6
2.4-
2.2

2]
1.8-
1.6
1.4
1.2

1,

0.8+
0.6+

/\ \ Ratio SRM2/SRM1: 29.9

0.4+

0.2+

ARN

N _YMNeA

/
04 Y

-0.2

EUPT-SMO08 Results

13.6

137 13.8
Acquisition Time (min)

EUPT-SM Sample

271.9->237.0, 273.8 -> 238.9, 387.0 -> 289.0

7]

£ x10 3 Ratio = 65.8 (249.6 %)
Ratio = 4.9 (112.2 %)

un

S 26
24-
22

5
18-
16
14-
12

1,
0.8

0.6
0.4- /\ Ratio SRM2/SRM1: 65.8

0.2

0 >

-0.2

137 13.8
Acquisition Time (min)

13.6

oficiency Test FV.
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ERLFVP, S HyE

x10 3|
1.4

1.3
1.2
1.1

14
0.9

Standard in spinach
at 0.01 mg/kg

284.0 ->249.0, 284.0 -> 214.0

Ratio = 86.2 (95.6 %) x10 3|

Coun

Ratio SRM2/SRM1: 86.2

0.8+
0.7
0.6
0.5+
0.4+
0.3+
0.2
0.1+

0-
-0.1+

-0.1-

EUPT-SMO08 Results

Acquisition Time (min)

Hexachlorobenzene (GC-MS/MS)

284.0->249.0,284.0 -> 214.0
Ratio = 116.7 (129.5 %)

1.4
1.3
1.2
1.1

14
0.9
0.8
0.7
0.6
0.5
0.4
0.3
0.2
0.1

EUPT-SM Sample

Ratio SRM2/SRM1: 116.7

A

0

~J R

62 63 64 65 66
Acquisition Time (min)
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Metconazole (GC-MS/MS)

Standard in spinach
at 0.01 mg/kg

125.0->89.0, 125.0 -> 99.0

Proficienc:

-FV-SM08

EUPT-SM Sample

125.0->89.0, 125.0 -> 99.0

£ x10 3 | Ratio = 47.9 (100.1 %) £ x10 3 | Ratio = 48.2 (100.7 %)
8 12l 8 2]
""" Ratio SRM2/SRM1: 47.9 "7 Ratio SRM2/SRM1: 48.2
11 Rt=14.58 min 11 Rt =14.83 min
0.9- 0.9-
0.8- oge1 |\ IN RN T |1
0.7- 07-
0.6- 06
0.5 0.5
0.4+ 0.4
0.3 0.3
0.2+ 0.2
0.14 0.1
OQMVLAMAAJMJﬂﬁNaﬂéJ oNimuungKQLazﬁ&MEBAS@s&ﬁwﬂgJ

EUPT-SMO08

142 143 144

Results

145 146 147 148 149 15
Acquisition Time (min)

142 143 14.4

145 146 147 148 149 15
Acquisition Time (min)
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Metconazole (LC-MS/MS)

Standard in spinach

at 0.01 mg/kg

320.1->70.1,320.1->125.0

£ x104 ]

un

S 13-
12
11

1 -
09
0.8
071
06
05
0.4
03
021

Ratio = 8.3 (104.0 %)

Ratio SRM2/SRM1: 8.3

EUPT-SM Sample

320.1->70.1,320.1->125.0

%)
2
c
=]
o
O

0.1+

0
-0.14

EUPT-SMO08 Results

105 106
Acquisition Time (min)

x10 14
7,
6.8
6.6
6.4
6.2
6,
5.8
5.6+
5.4

Ratio = 185.5 (2325.1 %)

Proficiency

5.2

54
4.8+
4.6+
4.4+

\

105 106
Acquisition Time (min)
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Results
Pesticides reported by 3 or more laboratories:
* Azoxystrobin 10 * Indoxacarb 3
« Difenoconazole 17 * Metconazole 3
« Endosulfan sulfate 10 » Tecnazene 8
* Fenamiphos sulfone 7 » Tetraconazole 18
* Fenamiphos sulfoxide 9 « Thiabendazole 4

» Hexachlorobenzene 5

EUPT-SMO08 Results



Analytical Techniques
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u Total Number of Reported Detections (some laboratories apply more than one technique) m Full Scan GC m Full Scan LC
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Analytical Techniques
ERLFVP”H»

1200

(%6¢) 822
(%€€) 991 |
(%9¢) vos
885
L6
G801
(%) owﬁ L _
%
(4pe) 452
A3
661 N
L9
(%vg) oz
%) ¥TT
(%ov) Lzv
€09
z90l
e
o
=
[§)
9
a 889
9
-~ lool
e
S
o (%2v) s6¢
o
(=]
0 8.5
8 I
u 0€6
S mm—-ﬂrzzq
9 (%52) 29V
T (%6v) £25
(=]
(=] ¢ -
= 519
- £pé
g g 8 8 g
= 10 ] ~0 < [ ]

SM07 SMO7FS SMO08 SMO8 FS

SMO0é FS

SM03 SMO3FS SM04 SMO4FS SMO05 SMOS5FS SMOs

Full
Scan

Full Full Full Full
Scan Scan Scan

Scan

Full
Scan

EUPT-SMO08 Results



European Proficiency Test FV-SM08
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