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Fig. S1. (a) TGA thermogram and (b) FTIR spectrum of ChCl: p-chlorophenol DES. 
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Fig. S2. Scheme of the developed method.
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Fig. S3. Selection of the type and composition of the sorbent.
[bookmark: _Hlk11518307](a) Extraction conditions: SBSE step: volume of aqueous sample, 25 mL deionized water spiked with 5 ng mL–1 of each pesticide adjusted at pH=3; stirring rate, 500 rpm; stirring time 10 min; and elution/disperser solvent (volume), DES prepared from ChCl: EG (1.0 mL). 
[bookmark: _Hlk11520236]Simultaneous derivatization and DES–DLLME step: aqueous phase, 5.0 mL deionized water; derivatization agent (volume), BCF (40 µL); catalyst (volume), 3–picoline (25 µL); extraction solvent (volume), DES prepared from ChCl: p–chlorophenol (74 µL); and centrifugation rate and time, 5000 rpm and 5 min. The error bars indicate the standard deviations of three repeated determinations.
(b) Extraction conditions: the same as those used in Fig. 1a, except PSA: PVC was used for coating the stir bar.
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Fig. S4. Study of stirring rate.
Conditions: the same as those used in Fig. 3S, except PSA: PVC (80:20%, w/w) was used as the coated sorbent.
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Fig. S5. Study of derivatization agent volume.
Conditions: as the same as those used in Fig. S4, except DES prepared from ChCl: EG (1.25 mL) was used as elution/disperser solvent.
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Fig. S6. Study of catalyst volume.
Conditions: the same as those used in Fig. S5, except 30 µL of BCF was used.









Optimization of centrifuging rate and time
Centrifugation is an ordinary procedure used to rapid separation of the extraction solvent droplets from the solution. The rate and time of centrifugation were studied within the ranges of 2000–6000 rpm and 3–10 min, respectively. The data revealed that ERs of the analytes increased by enhancing centrifugation rate and time up to 5000 rpm and 7 min, respectively, and then remained constant. So, 5000 rpm and 7 min were chosen as the optimum values of centrifugation rate and time, respectively.




















Table S1. Physicochemical properties and structures of the selected herbicides. 
	Analyte
	Structure
	log P at 20 ⁰C
	pKa
	Solubility in water at 20 ⁰C (g L-1)
	Melting point (⁰C)

	Haloxyfop
	

	4.3
	2.9
	0.58
	56-58

	Fenoxaprop
	

	1.8
	3.2
	0.61
	-

	Fluazifop
	

	3.2
	3.2
	0.04
	Decomposes
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