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Fig. 8 SIM chromatograms of pesticides spiked to apple*

*Spiked level of pesticides are the same as Table 4.



int.

600e3

400e3

2003

De3

Int.

60003

500e3

400e3

300e3

200e3

100e3

0e3

Int.

15000

10000

5000

Rice
Method A

N T T N S T N N P SN O T N N Y NN NN AN PN

T ————t — ——t—————t—t
5.0 10.0 15.0 20.0 min

Rice
) Method B

LALLM A L N B S TN B A e B O B N NN B M B B N B BN S e B B N B B S et T B B B B e

0.0 25 5.0 7.5 10.0 125 15.0 17.6 20.0 22.5 min

16 18

Rice
Method C

15 17

IR N

k

LNLINLINL I DL LN LT I L N N O O I I I D M O O B O e e e |
G.0 2.5 5.0 7.5 10.0 12.5 15.0 17.5 20.0 22.5 min

Fig.9 SIM chromatograms of pesticides spiked rice*

*Spiked level of pesticides are the same as Table 4.
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Table 2
Time scheduled SIM condition for monitoring carbamates pesticides in fruit and vegetable samples obtained by ES and APCI mode

Compound ES positive APCI positive APCI negative
channel retention chanpel retention channel retention
mass mfz window, min mass m/z window, min mass m/z window, min
Oxamyl 2420 1-11 163.0 1-5 161.0 1-5
Metolcarh 166.0 11-14 166.0 5-10 107.0 5-10
Propoxur 210.1 14-17 210.1 5-10 151.0 . 5-10
Carbofuran 222.1 14-17 2221 5-10 163.0 5-10
- Carbaryl 202.0 17-23 2020 10-14 143.0 10-14
Ethiofencarb 226.0 17-23 226.0 10-14 167.0 10-14
Isoprocarb 194.1 23-25 194.1 14-17 135.0 14-17
Pirimicarb 239.1 23-25 239.1 17-22 - -
Fenobucarb 2038.1 25-30 208.1 17-22 149.0 17-22
Diethofencarb 2638.1 25-30 268.1 17-22 266.0 17=-22
Methiocarb 226.0 25-30 226.1 22-25 167.0 22-25
Fenoxycarb 302.1 30-40 3021 25-30 185.2 25-30
Thiobencarb 258.0 30-40 2580 25-30 1322 25-30
bled . -
Maximum residue Iimits (MRLs) authorized and limits of detection (LODs)
c’g;p;-u;d_ ‘MRLs (mg kg~') . LODs (mg kg™")
UE-Spain ‘FAQ/WHO APCI-MS positive APCI-MS negative ES-MS positive
Cabayl 1-5 5-7 0.01 0.01 0.005
Carbofuran 0.1-2 01" 0.005 0.05 0.001
picthofencarb 0.05-1 - 0.005 0.05 0.001
Ehiofencarb 1-2 - 0.01 0.1 0.01
Fenobucarb - - 0.01 0.01 0.005
Fenoxyeard 0.02-2 - 0.01 0.1 0.005
Iyoprocarh - - 0.005 0.01 0.005
Alethiocarb 0.01-0.2 0.05" oM 0.05 0.01
Mletholcarb - - 001" 0.05 0.005
Oxamyl 0.05-2 0.05"-5 0.01-1" 0.1 0.005
Pirimicarb 05 0.05"-1 0.001 - 0.001
Propoxur 3 0.05 0.01 0.05 0.01
Thiobencarb 01 - 0.01 0.1 0.01

* At or about the limit of determination.
*LOD in orange samples.

Table 4
Recovery of 13 carbamates added at different concentration to the grape samples after MSPD with C, and LC-ES-MS
Concentration Recovery% (x=RSD)
(mg kg™") .

10 I 0.1 0.01
Oxamyl 67%9 64+9 73212 68*x15
Metholcarb 015 9227 86=7 7810
Propoxur 91+4 838 369 88x16
Carbofuran 85x3 845 796 86x12
Carbaryl 06 679 731 7313
Ethiofencarb 86x4 78*12 74+13 85x15
Isoprocarb 67x6 6328 699 : 6911
Dicthofencarh 762 67x6 78x7 698
Fenobucarb 788 7427 7929 81x10
Methiocarb 93x7 74%9 8410 92*13
Fenoxycarb 87%4 696 79x38 839
‘Thiobencarb 106=5 1048 9912 104%13
Pirimicarb 9ix3 87+9 83x11 94x11
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