Open Access Article. Published on 17 October 2023. Downloaded on 12/5/2025 4:39:16 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

RSC Advances

W) Check for updates ‘

Cite this: RSC Ad\v., 2023, 13, 30378

Received 10th July 2023
Accepted 12th October 2023

DOI: 10.1039/d3ra04612e

rsc.li/rsc-advances

1. Introduction

ROYAL SOCIETY
OF CHEMISTRY

(3

NiGA MOF-based dispersive micro solid phase
extraction coupled to temperature-assisted
evaporation using low boiling point solvents for the
extraction and preconcentration of butylated
hydroxytoluene and some phthalate and adipate
esters

Sakha Pezhhanfar,® Mir Ali Farajzadeh,
and Mohammad Reza Afshar Mogaddam

*ab Seved Abolfazl Hosseini-Yazdi©
de

The first-ever attempt to apply nickel gallic acid metal—-organic framework (NiGA MOF) in analytical method
development was done in this research by the extraction of some plasticizers from aqueous media. The
greenness of the method is owing to the use of gallic acid and nickel as safe reagents and water as the
safest solvent. Low boiling point solvents were applied as desorption solvents that underwent
temperature-assisted evaporation in the preconcentration step. Performing the evaporation using a low-
temperature water bath for a short period of time streamlines the preconcentration section. Into the
solution of interest enriched with sodium sulfate, a mg amount of NiGA MOF was added alongside
vortexing to extract the analytes. Following centrifugation and discarding the supernatant, a uL level of
diethyl ether was added onto the analyte-loaded NiGA MOF particles and vortexed. The analyte-
enriched diethyl ether phase was transferred into a conical bottom glass test tube and located in a water
bath set at the temperature of 35 °C under a laboratory hood. After the evaporation, a pL level of 1,2-
dibromoethane was added to the test tube and vortexed to dissolve the analytes from the inner
perimeter of the tube. One microliter of the organic phase was injected into a gas chromatograph
equipped with flame ionization detection. Appreciable extraction recoveries (61-98%), high enrichment
factors (305-490), low limits of detection (0.80-1.74 ng L™Y) and quantification (2.64-5.74 pg L™%), and
wide linear ranges (5.74-1000 pg L™%) were obtained at the optimum conditions.

polyethylene terephthalate (PET)* and polyvinyl Chloride (PVC)®
is a big concern. Subsequently, the entrance of plasticizers into

Adipate and phthalate esters are categorized as plasticizers that
are exploited to increase the flexibility of plastic containers used
for food and drink packaging.* Although they act successfully to
soften plastic bottles and containers, their entrance into the
content of the containers due to low molecular weights and not
having chemical bonds with the polymers>* such as
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the human body is health-threatening. They have been detected
even in amniotic fluid, breast milk, and serum.® The maximum
contaminant levels of di(2-ethylhexyl)adipate (DEHA) and di(2-
ethylhexyl)phthalate (DEHP) have been documented to be 400
and 6 pg L™, respectively.” DEHA is also associated with liver
cancer in mice® and postnatal death in rats.® DEHP which is
used in PVC medical packages such as blood bags is known to
be carcinogenic for humans. Its tolerable daily intake is 50 pg
kg™ " per body weight per day.” DEHP has also shown DNA
damage to human lymphocytes.' Di-iso-butyl phthalate (DIBP)
triggers male and female reproductive toxicity. It also results in
adverse effects on the liver. Moreover, DIBP presence in the
body is associated with the risk of diabetes.'* Di-n-butyl
phthalate (DNBP) decreases progesterone production at mid-
pregnancy.”” DNBP and DIBP have shown genotoxicity in
human epithelial cells of the upper aerodigestive tract.”> DNBP
was documented to be correlated with DNA damage to human

© 2023 The Author(s). Published by the Royal Society of Chemistry
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mucosal cells and DIBP is linked with lymphocytes’ DNA
damage.” Also, to restrict the oxidation of polymeric
compounds, butylated hydroxytoluene (BHT), as an antioxidant,
is added to polymers.” The maximum limit of BHT, butylated
hydroxyanisole (BHA), and tert-butyl hydroquinone (TBHQ)
should not be more than 200 mg kg ' (either single or in
combination) in oil samples.’®* BHT was observed to be toxic to
the neurobehavioral activity of rats. Also, it shows pathological
effects on the brain, heart, and lungs."”

According to the health-threatening effects of the
compounds of interest, they should be monitored in foods and
beverages stored in plastic containers. Up to now, high-
performance liquid chromatography'® and gas chromatog-
raphy (GC)* have been used for monitoring BHT, and phthalate
and adipate esters. Since direct analysis is rarely possible using
GC or results in high limits of detection (LODs) and quantifi-
cation (LOQs) and also suffers from the matrix effect of the real
samples, sample preparation procedures are inevitably neces-
sary to be applied on samples prior to their injection into
analytical apparatuses. Solid phase extraction,* liquid-liquid
extraction,”* solid phase microextraction,* headspace solid
phase microextraction,* and dispersive liquid-liquid micro-
extraction (DLLME)** have been performed for the extraction of
the target compounds. The evolved version of dispersive solid
phase extraction was introduced as dispersive micro solid phase
extraction (DpSPE) by applying low sorbent weights which
makes the approach more efficient.>> Although DuSPE is bene-
ficial, a preconcentration method is needed to couple with it in
order to dwindle the LOD and LOQ values. Previously, DLLME
has been coupled to DuSPE.”® To ease the extraction process,
this study eliminates the use of DLLME and applies
temperature-assisted evaporation (TAE) by using low boiling
point desorption solvents for the preconcentration aim.

Metal-organic frameworks (MOFs) as hybrid and crystalline
coordination polymers have revolutionized various fields
including sample preparation,” supercapacitors,”® and water
treatment.>»*® Specifically in the field of extraction, MOF-70,*"
MIL-101(Cr),* MIL-68 (Al),* ZIF-8,** MIL-53 (Cr),* Basolite F300
MOF,*® magnetic graphene@ZIF-8,*” TMU-23@TMU-24,* and
TMU-6 (ref. 39) have been utilized for sample preparation of
matrices containing plasticizers. The application of bio-MOFs is
missing among MOF uses for the extraction of plasticizers. Bio-
MOFs are superior to MOFs due to being synthesized from
biologically active compounds, green, medium-compatible,
nontoxic, and well-dispersed in solutions.***!

Because of the plasticizers’ addition to the structure of
polymers, they can enter into different liquids that are stored in
plastic bottles. Since plasticizers have health-threatening
effects, their presence in different edible stuff has to be moni-
tored. It is worth mentioning that their direct analysis in
samples is barely possible due to the matrix effect of samples
and their low concentrations. So, they have to be extracted,
preconcentrated, and subsequently injected into analytical
instruments. Plastic bottled water samples were selected to
monitor the quality of the stored drinkable water in this study.
Moreover, their presence in tap water was investigated due to
the spread of plastic pipes in the construction industry.

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Furthermore, based on the widespread utilization of plasticizers
and the environment's contamination, their presence was also
monitored in rainwater samples. For the first time in this study,
a bio-MOF called nickel-gallic acid MOF (NiGA MOF) was
applied for the extraction of some phthalate and adipate esters
and BHT. Using a bio-MOF instead of an MOF is an asset for the
study. Applying no organic solvents for the sorbent preparation
is also an asset. The approach is green owing to the use of
nickel, gallic acid, and water in the synthesis process. No long
reaction time, high reaction temperature, and expensive appa-
ratus are needed to propel the bio-MOF synthesis. The low
weight of bio-MOF used in the extraction process is also
appreciable. The elimination of DLLME streamlined the
procedure by reducing the applied tools, organic solvent
volumes, and the analyst's fatigue. Centrifugation was also
eliminated from the preconcentration step. The reasons for the
selection of NiGA MOF in this study can be summarized as
being composed of green reagents (nickel and gallic acid),
application of the safest solvent (water), and no need for high
temperatures in the synthesis process, being bio-MOF and
benefiting from its related natural advantages, medium
compatibility, well dispersion into the aqueous medium, and
the ability for the creation of intermolecular bonds with the
surveyed analytes (see Section 3.6.). Based on the given facts,
both the extraction and preconcentration steps are economical
which is precious. Also, for the first time, NiGA MOF-based
DuSPE was coupled to TAE of the desorption solvent. A pL
level of an organic solvent was applied to dissolve the residues
obtained from the evaporation step and one microliter of it was
injected into GC-flame ionization detection (FID).

2. Materials and methods

2.1. Chemicals and solutions

The utilized chemicals for the provision of NiGA MOF including
nickel(n) chloride hexahydrate (NiCl,-6H,0), gallic acid, and
potassium hydroxide were provided by Merck (Darmstadt,
Germany). Deionized water was bought from Ghazi Co. (Tabriz,
Iran). The target compounds of the survey including BHT,
DNBP, DIBP, DEHP, and DEHA were purchased from Sigma-
Aldrich (St Louis, MO, the USA). Their chemical structures
and physicochemical properties are consolidated in Table 1.
The desorption solvents including diethyl ether (DE), tert-butyl
methyl ether (TBME), carbon disulfide, n-pentane, and petro-
leum ether (PE) were provided by Sigma-Aldrich. Sodium chlo-
ride and sodium sulfate for performing the salting-out effect
were from Merck. The elution solvents including carbon tetra-
chloride, 1,2-dibromoethane (1,2-DBE), and 1,1,1-trichloro-
ethane (1,1,1-TCE) were purchased from Janssen (Beerse,
Belgium). Sodium hydroxide and hydrochloric acid solution
(37%, w/w) were purchased from Merck and utilized for pH
adjustment. A methanolic stock solution with a concentration
of 250 mg L' (with respect to each analyte) was prepared and
used for direct injection into the separation system and also
spiking into the deionized water and surveyed aqueous
samples.

RSC Adv, 2023, 13, 30378-30390 | 30379
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Table 1 Chemical structures and physicochemical properties of the surveyed target compounds
Molecular Molecular weight Boiling point Solubility in Density (g
Analyte Structure formula (g mol™) (°C) water at 25 °C (mg L") mL ™)
OH
BHT Cy5H,,0 220.35 265 1.10 1.05
o) \/]/
O
DIBP & C16H2,04 278.35 320 6.20 1.04
N
o]
07 TN
DNBP Ci16H3,0,4 278.34 340 11.20 1.05
|| O\/\/
0
i \/(/\/
DEHA /Vj/\o)K/\/YO CooH.0, 370.60 416 0.78 0.92
o
o/\(\/\
o}
DEHP o C,4H350, 390.60 385 0.27 0.98
o\)i/\/
2.2. Samples (Labsonic LBS2) thermostatic and ultrasonic water bath (Tre-

Four freshly-produced bottled water samples were bought from
a local hypermarket in Tabriz city (East Azerbaijan Province,
Iran). They underwent the extraction and preconcentration
method as were bought. Also, two tap water and two rainwater
samples were collected from Tabriz city and subjected to the
developed method. The samples were directly extracted with no
dilution.

2.3. Apparatus

The separation of the five surveyed analytes was done using
a Shimadzu gas chromatograph (2014, Kyoto, Japan) with an
FID and a splitless/split injection port. The temperature of the
column oven was fixed at 60 °C for 1 min and then increased to
300 °C at the rate of 18 °C min ™. It was maintained at 300 °C for
1 min finally. Zebron capillary column (5% diphenyl, 95%
dimethyl polysiloxane; Phenomenex, Torrance, CA, the USA),
(30 m x 0.25 mm i.d., with a film thickness of 0.25 pm) was
used in the study. Helium (99.999%; Gulf Cryo, Dubai, United
Arab Emirates) was used as the makeup (flow rate, 30
mL min ') and carrier (linear velocity, 30 cm s~ *) gasses. 300 °C
was fixed for both FID and injection port. The sampling time
and split ratio of the injection port were 1 min and 1:10,
respectively. The air inlet of FID was set at 300 mL min~' and
the fuel (hydrogen) at the flow rate of 30 mL min " was gener-
ated by a Shimadzu hydrogen generator (OPGU-1500S). A Met-
rohm pH meter (Herisau, Switzerland), model 654, was utilized
in the preparation of the samples. A Hettich centrifuge (D-7200,
Kirchlengern, Germany) was used in the DuSPE step. A Falc
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viglio, Italy) was used in the preconcentration step. For the
dispersion of NiGA MOF into the solutions in order to facilitate
the adsorption process, an L46 vortex (Labinco, Breda, the
Netherlands) was used. A UT 12 Heraeus oven (Hanau, Ger-
many) was applied to propel the synthesis of the bio-MOF.
Different analyses including Brunauer-Emmett-Teller (BET,
BELSORP-mini II, Japan) for surface area, total pore volume,
and average pore diameter, scanning electron microscopy
(SEM) (Mira 3 microscope, Tescan, Czech Republic) for the
morphology of the bio-MOF, energy dispersive X-ray (EDX) for
the elemental analysis, Fourier transform infrared (FTIR)
spectrophotometry (Bruker, Billerica, USA) for the functional
groups, and X-ray diffraction (XRD) (Siemens D500 diffractom-
eter, and Siemens AG, Karlsruhe, Germany) for crystallinity
evaluations were carried out on the synthesis product.

2.4. Synthesis of NiGA MOF

Based on upscaling the previously-introduced method,* NiGA
MOF was synthesized and used in the analytical method.
Initially, 50 mL of 0.16 mol L™ * potassium hydroxide aqueous
solution was prepared, and 10 mmol (2.38 g) NiCl,-6H,0 and
20 mmol gallic acid (3.75 g) were added and sonicated for
30 min. The mixture was then transferred into a Teflon-lined
stainless steel autoclave and heated for 24 h at the tempera-
ture of 120 °C. After the reaction was completed, the brown
product was filtered and washed with 50 mL of deionized water.
Then, it was dried at room temperature and transferred into
a beaker and put in an oven for 24 h at the temperature of 100 °C

© 2023 The Author(s). Published by the Royal Society of Chemistry
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for activation. Finally, the bio-MOF was collected and stored in
a sealed airtight vial.

2.5. Extraction procedure

2.5.1. DuSPE section. A 250 ug L™ concentration of each
target compound was spiked in 5 mL of deionized water located
in a 10 mL conical bottom glass test tube. 750 mg of sodium
sulfate (15%, w/v) was dissolved in the above-mentioned solu-
tion via vortexing to perform the salting-out effect. 15 mg of
NiGA MOF was added into the solution of interest and vortexed
for 5 min to streamline the adsorption of the analytes onto the
bio-MOF particles. Following the process, 5 min centrifugation
at the rate of 5000 rpm isolated the analyte-loaded NiGA MOF
particles from the solution. 700 puL of DE was added onto the
bio-MOF and the glass test tube was sealed using a lid and
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sealing film. Vortexing for 3 min was implemented to desorb the
analytes from the NiGA MOF particles.

2.5.2. TAE section. The analyte-enriched DE phase ob-
tained from the above-mentioned section was poured into
a conical bottom glass test tube and located in a thermostatic
water bath set at the temperature of 35 °C under a laboratory
hood. The DE phase evaporated using the set temperature. 10
uL of 1,2-DBE was added into the tube and vortexed for 3 min to
dissolve the residues from the inner perimeter of the tube. One
microliter of the organic phase was injected into the GC-FID
system for analysis.

2.6. Enrichment factor and extraction recovery calculations

The performed preconcentration on the analytes through the
method is shown by enrichment factor (EF). This term
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Fig. 1 XRD pattern (a), FTIR spectrum (b), SEM images (c—e), EDX spectrum (f), and BET curve (g) of NiGA MOF.
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illustrates the ratio of the organic phase analyte concentration
(Corg) to the analyte's concentration in the aqueous phase (Cy).
Eqn (1) shows EF calculation.

Corg

EF = 5% (1)

The ratio of the migrated analytes into the extracted phase is
shown by extraction recovery (ER). Based on eqn (2) it is
understood that the percentage of the migrated analyte number
into the organic phase (ng,) to the same term in the aqueous
solution (n,) is called ER.

Nfin

fin V'in fin
ER = "0 100 = S X Vim0 _pEx Y100 ()
noy C() X Vaq aq

In this equation, V,q is the volume of the initial aqueous
phase and Vg, is the volume of the organic phase.

3. Results and discussion

3.1. Characterization of NiGA MOF

Once the desired bio-MOF was synthesized, XRD, SEM, BET,
FTIR, and EDX analyses were carried out to reveal the chemical
characteristics of the sorbent used in the method.

XRD analysis was carried out on NiGA MOF to result in the
XRD pattern of the coordination polymer. This pattern
demonstrates the crystalline feature of the product. Fig. 1la
shows the XRD pattern of NiGA MOF. The pattern is recorded at
the 26 range of 4-74°. As can be seen, there are some small XRD
peaks in this window denoting the presence of different crys-
tallographic planes in the structure of NiGA MOF. The planes
are shown at 26 values of around 11, 14, 20, 21, 24, 25, 27, 36,
and 41°. The low intensity of the crystallographic peaks and the
upshift of the XRD pattern result in small XRD peaks. Moreover
to the existence of various peaks showing the crystallographic
planes of the bio-MOF, the obtained pattern's overlapping with
a documented XRD pattern in the previous study proves the
successful synthesis of NiGA MOF.**

FTIR analysis reveals the existence of different functional
groups. The presence of functional groups streamlines the
adsorption of target compounds onto the bio-MOF structure.
Fig. 1b demonstrates the FTIR spectrum of NiGA MOF. The
FTIR spectrum is recorded in the range of 400-4000 cm™*. The
absorption peaks at 1614.07 and 1535.64 cm ™' are related to
C=C stretching which stems from the cyclic section of the bio-
MOF. The absorption peak at 1376.67 cm ' ascribes C-H
bending of the organic section of the framework. The
1054.49 cm ™~ absorption peak shows C-O stretching which is
the basis of bio-MOF formation through the deprotonation of
the hydroxide groups that leads to oxygen-nickel bond creation.
C=C bending triggered by the organic section of NiGA MOF is
shown by 880.13, 786.78, 751.10, and 710.13 cm™ ' absorption
peaks. The observed peaks at 623.04 and 558.86 cm ™" prove the
formation of nickel-oxygen bonds that paves the way to obtain
NiGA MOF.

30382 | RSC Adv,, 2023, 13, 30378-30390
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SEM analysis can be helpful by providing some informative
data about the chemical's morphology, dimensions, and shape
distributions. Fig. 1c-e illustrate the SEM images obtained by
the implementation of a 15000 V electron beam and work
distances of 9.57, 9.63, and 9.63 mm, respectively. 1500, 1500,
and 2500 times magnification scales were applied to get the
illustrated SEM images, respectively. Fig. 1c reveals a um-level
layer of NiGA MOF resulting from vertical stacking of the bio-
MOF particles creating a rugged surface. In Fig. 1d, it is seen
that the longitudinal dimension of the bio-MOF particles is
ranged from 15.95-32.17 pm. Also, the transverse dimension is
ranged from 2.68-5.91 pm. Fig. le also demonstrates the
needle-like morphology of the synthesized NiGA MOF.

EDX analysis provides surface elemental analysis of an MOF.
By paying heed to the obtained results of EDX, the composing
elements of an MOF are revealed and also the presence of any
impurity or undesired element can be detected according to the
analysis. Moreover, the percentage of the ligand elements and
cation can be disclosed. The results of the EDX analysis carried
out on NiGA MOF are shown in Fig. 1f. No extra peak except for
the composing elements (nickel, carbon, and oxygen) are
detected. The gold peak results from the applied procedure for
gold coating of the sample. It is obtained that the surface of
NiGA MOF is composed of 35.59% carbon, 44.18% oxygen, and
20.23% nickel.

BET analysis based on the adsorption and desorption of
nitrogen gas is able to reveal average pore diameter, surface
area, and total pore volume. Fig. 1g illustrates the obtained BET
plot for the synthesized NiGA MOF. 19.39 nm average pore
diameter, 0.0087 cm® g~ total pore volume, and 1.80 m* g~*
surface area were the recorded data for the synthesized bio-
MOF.

3.2. Optimization of effective parameters

3.2.1. Optimization of the weight of NiGA MOF. In DuSPE-
oriented procedures, the weight of sorbent is of great impor-
tance since it determines the adsorptive efficiency of the
sorbent and the method's economical aspect. In the case of
MOFs, this point is highlighted. So, in order to optimize the bio-
MOF weight for the adsorption of the plasticizers from the
aqueous medium, different weights including 5, 10, 15, 20, and
25 mg were applied. Fig. 2 illustrates that increasing NiGA MOF
weight to 15 mg enhances the ERs. This phenomenon happens
because increasing the bio-MOF weight provides sufficient
surface area for the adsorption of the target compounds. On the
other hand, increasing the weight of sorbent to 20 and 25 mg
dwindles the ER values of all the analytes. The observation
denotes that the use of higher than 15 mg sorbent decreases the
efficiency of extraction because of agglomeration of the parti-
cles of NiGA MOF in the solution or deficient desorption of the
target compounds from the bio-MOF surface. Obtaining 15 mg
as the optimum weight is a blessing for the procedure since the
process can be done by applying low bio-MOF weight. So, 15 mg
of NiGA MOF was selected to perform the extraction process.

3.2.2. Optimization of the ionic strength of DpSPE.
Studying the ionic strength of a solution is of great importance

© 2023 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ra04612e

Open Access Article. Published on 17 October 2023. Downloaded on 12/5/2025 4:39:16 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

[{ec

Paper

90 NiGA MOF weight (mg)
- m5 =10 =I5 m20 m25
70
60

- 50

=~

5 40

0 .l

BHT DIBP DNBP DEHA DEHP

Fig. 2 Optimization of NiGA MOF weight. Extraction conditions:
DuSPE procedure: aqueous solution volume, 5 mL deionized water
spiked with 250 pg L™ of each analyte having 0.750 g dissolved
NaySOy; vortex time in adsorption step, 5 min; desorption solvent
(volume), DE (500 pl); vortex time in desorption step, 5 min; and
centrifugation speed and time, 6000 rpm and 5 min, respectively. TAE
procedure: water bath temperature, 35 °C; solvent (volume), 1,2-DBE
(10 pl); and vortexing time, 3 min. The error bars show the minimum
and maximum of three repeated determinations.

to infer the efficiency of the salting-out effect on the procedure.
The salting-out effect is based on reducing the solubility of the
analytes in the aqueous solution in order to be extracted with
higher ER values. To evaluate this effect, 15%, w/v, Na,SO, and
NaCl salts (separately) were dissolved in the aqueous solution
containing the analytes and subjected to the developed extrac-
tion process. The resulted data were compared with the data
obtained from the extraction of the saltless solution. Fig. 3
demonstrates the preference for Na,SO, dissolved solution over
the other tested ones. It is seen that the presence of Na,SO,
increases the ERs significantly in the case of all the target
compounds. In the next step, the concentration of Na,SO, was
evaluated. For this aim, 5-30%, w/v, Na,SO, (with intervals of
5%) were investigated. The results of the analyses are obvious in
Fig. 4. It is seen that 15%, w/v, Na,SO, enhances the ERs more
than the other tested concentrations in the case of most of the
analytes. It is understood that lower than 15%, w/v, Na,SO,

Type of salt in DuSPE

H Saltless ENaCl ®Na,SOy
80
70
60
S so
-
m
40
30
20
10
0
BHT DIBP DNBP DEHA DEHP
Fig. 3 Influence of salt type on ERs of the analytes. Extraction

conditions: are the same as those used in Fig. 2, except that 15 mg
NiGA MOF was used.
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Fig. 4 Optimization of Na,SO,4 concentration. Extraction conditions:
are the same as those used in Fig. 3, except that Na,SO4 was chosen as
the salting-out agent.

deficiently performs the salting-out effect so they result in lower
ERs. Also, higher than the optimum concentration of Na,SO,,
decreases the ERs which stems from the increased viscosity of
the solution that hinders the migration of the target
compounds from the aqueous solution onto the sorbent
surface. So, 15%, w/v, Na,SO, was selected.

3.2.3. Optimization of vortexing time in DuSPE. To facili-
tate the extraction of the plasticizers from the aqueous medium,
vortexing can be helpful to decrease the equilibrium time. To
evaluate the parameter, 1, 3, 5, and 7 min vortexing were tested
and the obtained ERs are compared in Fig. 5. It is seen that
5 min vortexing is sufficient to reach the high ERs. Increasing
the vortexing time to higher than 5 min has no positive conse-
quence. Even it can lead to back extraction of the surveyed
analytes which is seen by reducing the ERs of most of the
analytes. So, vortexing was implemented for 5 min.

3.2.4. Optimization of solution pH in DuSPE. Deviating the
pH of the solution of interest in DUSPE can impact the obtained
ERs. pH alteration when using bio-MOFs can significantly affect
their structure and even destruct them. Also, severe basic and
acidic conditions can result in the decomposition of the ana-
Iytes and free O-H sections' deprotonation in NiGA MOF. The

Vortexing time in adsorption step (min)

u] m3 =5 m7

BHT DIBP DNBP DEHA DEHP

Fig. 5 Optimization of vortexing time in the adsorption step. Extrac-
tion conditions: are the same as those used in Fig. 4, except that 15%,
w/v, Na,SO4 was selected.
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mentioned facts alter the ERs of the analytes and the solubility
of the bio-MOF in the aqueous phase. The decomposition of the
analytes dwindles their affinity to be adsorbed onto the bio-
MOF surface. This consequence reduces their ERs. On the
other hand, dissolved NiGA MOF in the solution decreases the
accessible adsorption surface in the DuSPE step which leads to
deficient extraction of the target compounds. This also induces
lower ERs. To investigate the pH impact on the ER values of the
procedure, different pH values were adjusted including 3, 5, 6,
7, 8,9, and 10. It was seen that (data not shown here) the pH
values of 8 and 7 which represent the pH of Na,SO,-dissolved
solution and the neutral pH, resulted in the highest ERs. So, the
process was propelled without pH alterations.

3.2.5. Optimization of desorption solvent type and volume.
In order to streamline the desorption process, low boiling point
organic solvents including DE, TBME, PE, n-pentane, and
carbon disulfide (500 pL of each, separately) were applied to
transfer the analytes from the NiGA MOF surface into the
organic solvents. After desorption, the analyte-containing
solvents were subjected to TAE under a laboratory hood. Fig. 6
demonstrates the ERs resulting from each desorption solvent. It
is seen that except for the case of DNBP, DE acts as the best
desorption solvent among the tested ones for the surveyed
analytes. Moreover, DE has the lowest boiling point among the
investigated solvents which eases its evaporation process and
needs a minimum temperature to fulfill the evaporation. This is
easier and more economical, and results in higher ER values.
So, the volume of DE was evaluated in the next step. For this
aim, 300, 500, 700, 1000, 1200, and 1500 pL of DE were used for
proper desorption of the analytes. Fig. 7 shows the ERs obtained
by the implementation of the mentioned DE volumes. It is seen
that 700 pL application of DE results in the highest ER values for
most of the analytes. Lower than 700 pL DE use leads to lower
ERs that is due to inefficient desorption of the analytes due to
the lack of DE volume. In the case of higher DE volumes, the
ERs are also decreased. This stems from the deficiency in the
subsequent dissolving of the residues. When higher than 700
uL desorption solvent is used, the solvent level in the conical
bottom test tube increases. The TAE leads to the evaporation of

Desorption solvent type

90 mDE m n-Pentane m Carbon disulfide = TBME = PE

BHT DIBP DNBP DEHA DEHP

Fig. 6 Selection of desorption solvent type. Extraction conditions: are
the same as those used in Fig. 5, except that 5 min vortexing was
selected.
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Fig. 7 Selection of DE volume. Extraction conditions: are the same as
those used in Fig. 6, except DE was used as the desorption solvent.

the solvent and during the evaporation, DE leaves the tube and
the analytes remain at the perimeter of it. Using 10 pL of the
elution solvent cannot dissolve the analytes from higher levels
of the tube via vortexing when using 1000, 1200, and 1500 pL of
DE. But when using 700 pL of the desorption solvent, the
solvent can effectively dissolve the residues at the perimeter of
the tube. So, 700 pL of DE was chosen to continue the optimi-
zation steps.

3.2.6. Optimization of vortexing time in the desorption
step. Another parameter that determines the efficiency of
desorption is vortexing time. This parameter was evaluated by
the implementation of 0.5, 1.0, 3.0, and 5.0 min vortexing. The
results are shown in Fig. 8. It is seen that 3 min vortexing is
sufficient to reach the aim of proper desorption and increasing
the vortexing time has no positive effect on the ERs. So, 3 min
vortexing was implemented in the desorption step.

3.2.7. Optimization of the water bath temperature. To
observe the efficiency of the water bath temperature, different
temperatures including 35, 55, 75, and 95 °C were set and their
consequent effects on the obtained ERs were evaluated. The
outcome of the experiments (data not shown here) demon-
strated the priority of 35 °C over the other tested temperatures.

Vortexing time in desorption step (min)

m0.5

m]l0 =30 m50

BHT DIBP DNBP DEHA DEHP

Fig. 8 Optimization of vortexing time in the desorption step. Extrac-
tion conditions: are the same as those used in Fig. 7, except that 700 uL
of DE was used.
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Fig.9 Selection of the elution solvent type. Extraction conditions: are
the same as those used in Fig. 8, except that 3 min vortexing was
selected for the desorption step.

Although increasing the bath temperature enhances the evap-
oration rate, it leads to analyte loss through their susceptibility
to evaporation when dealing with higher temperatures. Also,
maintaining the bath temperature at 35 °C is close to the
boiling point of DE and it is economical and energy-saving, too.
So, 35 °C temperature was set as the water bath temperature for
the evaporation of the desorption solvent.
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3.2.8. Selection of the elution solvent type and volume.
After the complete evaporation of DE, 15, 10, and 15 pL of 1,1,1-
TCE, 1,2-DBE, and carbon tetrachloride, respectively, were used
to elute the inner perimeter of the tube containing the analytes.
10 pL of the collected phase was obtained for the tested solvents.
Fig. 9 illustrates the efficiencies of the elution solvents. Although
there is no significant difference among the obtained ERs for the
analytes using the applied solvents, 1,2-DBE has priority over the
other two solvents by resulting in higher ERs in the cases of BHT
and DNBP and also less organic solvent use for dissolving the
residues. So, 1,2-DBE was chosen as the elution solvent. Then, the
volume of 1,2-DBE underwent evaluation by testing 10, 15, and 20
pL volumes. The obtained data (data not shown here) showed
decreasing the EFs by increasing the volume of elution solvent.
This stems from the dilution effect that occurs when using higher
volumes. So, 10 uL of 1,2-DBE was selected.

3.2.9. Optimization of vortexing time in the elution step.
Vortexing the elution solvent creates a pL-level eddy of 1,2-DBE
which induces the transfer of the target compounds from the
inner perimeter of the test tube into the organic solvent. In
order to reach the optimum conditions of vortexing in the
elution step, 1, 2, 3, 4, and 5 min vortexing were implemented.
The results (data not shown here) demonstrated the sufficiency
of 3 min vortexing. Implementation of more than 3 min

Table 2 The obtained figures of merit for the developed method based on NiGA MOF
RSD%°

Analyte LOD" LOQ? LR 4 Intra-day Inter-day EF + SD/ ER + SD?
BHT 0.80 2.64 2.64-600 0.998 4.5 4.9 490 £ 5 98+1
DIBP 1.74 5.74 5.74-1000 0.993 4.2 4.8 305 £+ 15 61 +3
DNBP 1.05 3.46 3.46-1000 0.994 3.7 4.6 450 + 10 90 £ 2
DEHA 1.43 4.72 4.72-700 0.997 4.8 6.2 350 £ 15 70 £ 3
DEHP 1.52 5.02 5.02-500 0.994 5.0 6.4 325 £ 10 65 £ 2

“ Limit of detection (S/N = 3) (ug L™"). ? Limit of quantification (S/N = 10) (ug L™"). ¢ Linear range (ug L™"). ¢ Coefficient of determination. ® Relative
standard deviation at a concentration of 50 ug L™" of each analyte for intra- (n = 5) and inter-day (n = 3) precisions.’ Enrichment factor + standard

deviation (n = 3). ¢ Extraction recovery + standard deviation (n = 3).

Table 3 Study of matrix effect in the surveyed samples spiked at different concentrations

Mean relative recovery + standard deviation (n = 3)

Bottled Bottled water Bottled
Analyte Bottled water 1 water 2 3 water 4 Tap water 1 Tap water 2 Rain water 1 Rain water 2
All samples were spiked with each analyte at a concentration of 20 pg L™*
BHT 88 £ 2 104 £ 1 91+3 86 + 3 90 £ 2 93+3 107 £ 3 103 +1
DIBP 92 +£2 108 £+ 3 90 £ 3 90 £ 2 88+ 3 90 £ 2 105 £ 2 107 £ 4
DNBP 95 + 4 98 £3 86 + 3 84 +2 89 +2 86 + 3 113 +£ 3 110 £ 2
DEHA 93 +1 95+ 2 85+ 4 92 +1 84 + 2 94 £+ 2 100 £+ 2 106 + 2
DEHP 97 £ 2 106 + 2 84 +2 91 £ 2 93 £3 98 £ 4 104 + 4 114 £ 3
All samples were spiked with each analyte at a concentration of 60 pg L ™"
BHT 92 +2 100 £1 87 £2 87 £2 92 +£1 92 +£3 103 £ 3 106 + 4
DIBP 90 £+ 3 105 +£ 2 88 +4 93 £2 91 £3 88 +4 101 + 2 110 + 3
DNBP 96 + 3 101 £ 4 90 £ 2 86+ 1 94 +£1 86 + 4 108 £ 3 103 £ 2
DEHA 96 £+ 3 96 £ 2 86 + 3 96 £ 2 87 +4 90 £ 3 98 £2 109 £+ 2
DEHP 98 + 4 105 £ 2 88 +3 86 + 2 90 £ 2 103 £1 109 £+ 3 113+ 1

© 2023 The Author(s). Published by the Royal Society of Chemistry
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vortexing did not enhance the ERs of the analytes. So, 3 min
vortexing was selected.

3.3. Validation of the developed method

The analytical figures of merit obtained in this study for the
extraction of the analytes are presented in Table 2. Different
values including linear range (LR), relative standard deviation
(RSD), LOQ, LOD, coefficient of determination (+*), ER, and EF
are presented in the table and discussed here. The obtained
LRs were 2.64-600 ug L~* for BHT, 5.74-1000 pg L~* for DIBP,
3.46-1000 pg L™ for DNBP, 4.72-700 pg L~' for DEHA, and
5.02-500 pg L' for DEHP. The 7 values ranged from 0.993-
0.998. The ER values denoting the migration of the analytes
from the aqueous solution into the final organic phase were in
the range of 61-98%. The EFs representing the preconcentra-
tion of the target compounds ranged from 305 to 490.
According to the EFs, low LODs (0.80-1.74 ug L") and LOQs
(2.64-5.74 pg L") were recorded for the method. The obtained
RSDs ranged from 3.7 to 5.0% for intra- (n = 5) and 4.6 to 6.4%
for inter-day (n = 3) precisions which were recorded by
extracting the analytes at the concentration of 50 ug L™* (of

ey
2
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each). Appreciable ERs, high EFs, and low RSD values besides
using low NiGA MOF weight for the development of the
method are the highlights of the research.

3.4. Analysis of real samples

In order to connect the accomplished optimizations and
drawn calibrations in the aqueous medium with the matrices
of real samples, relative recovery data were calculated. Rela-
tive recovery equals the ratio of an analyte's peak area in
a specific concentration extracted from the real sample to the
same term extracted from deionized water multiplied by
100%. The consolidation of the relative recovery data for the
extraction of the target compounds from the surveyed real
samples is presented in Table 3. All the calculated relative
recoveries were in the acceptable range. Fig. 10 shows three
GC-FID chromatograms. They include the direct injection of
250 mg L™ standard solution of the compounds of interest,
extracted aqueous solution with the concentration of 250 pg
L~" with respect to each analyte, and the extracted bottled
water sample. None of the analytes were detected in the
samples.

4) 5)

3)

(A)

Detector response

U e

©

T T T T T T T T T

T T
10.00 12,00

Retention time (min)

Fig. 10 Typical GC-FID chromatograms of: (A) standard solution (250 mg L™t of each analyte in methanol), (B) deionized water spiked at
a concentration of 250 pg L™! of each analyte, and (C) bottled water sample after performing the developed method on them, except chro-
matogram (A) in which direct injection without preconcentration was done. Peaks identification: (1) BHT, (2) DIBP, (3) DNBP, (4) DEHA, and (5)

DEHP.

30386 | RSC Adv, 2023, 13, 30378-30390

© 2023 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ra04612e

Open Access Article. Published on 17 October 2023. Downloaded on 12/5/2025 4:39:16 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper
s v
T BuE3EE
£ 9579 ¥E9
g &g»rgg”
g 9=~ 829
- S"9poES
S 2B 8=E
& 020‘208
b 9] 'EUEG.)EQ)
WL OIN 0O O N o= QO o o >
~ S ST R T LA a8 a-s
4;»53.2@&
(9] > O
LTJ"\Q_‘E_:QA
= w2y 4
S ©o © Q?m%ﬁﬂ
~ f,\l & g5zl
a4 N — UEEQE,_;
g T 1T T I8 g88588
822 E3
§2e8:c8
L
® Emgogﬁ—c
211 %%E.Dma-»
2 o E¥3W 2
© 4 S E£EEgz»o
7% T Eiiis:
2 g 28 2 :5EgEs
=
g L1211 I3=l s ggomgs
R
g 2 %0 [SaW
3 EEEEEE
AN o S SgEggw
N ~ % S o N s B EHOSES
) | T o T 1 1 = | =S 39 =]
@l NN L an SC58 2
&~ O F O FI O F A m ng;g.go
S e a2 E
£ryais
© o o © © © V.
> I SN X ZESETTE
Q. & 9999 9 BgegE3
$.9.9333.3% sg=582
NN YOO YD NN &GS S
< DN DNDADDID DD D 28, @
NRRRNRRRR Q2
W SIS g'ggtomeﬁ
= CuUE
E g s g
« 7]
= = .Egég%‘g
s .S £_.88 £ E552%%
S =3 -2 =2 = E®g<S g
== = S frog= S
N88x¥8 181 %81 Zwo©O.g -
o | N 1y - 4 £5 08,8
x| 2TESTSTI SN Z2 el
=i SwIwS S AaSAa = S EEPES
©C a= S X g
SFEE8S
<+ 5'5*"508;3
o— 2}
g v BEguESES
3 o N £38X%XERE
I : vy g
T Q 1) Q).:::oo (DI
e a | L S SE8Egol
o — n v Os9 5l
o S =) QO IR i == 2T
Q H || ||©‘ .EU'UEON
= [=JT) o o — S IR m.ag
Anl =l o=
| on v O +
: SEEEYTE
~ (o Jse) MOE'EGS_O""'
£ s 88_ L 2EdEE3:
Q d =) I\\JO%"U—Uw--—'
© o S S g T o B EEWEY G
s ba LA T PSETSE SR
a | a tomHoo Lo FQoRLEE
Q| 0| ¢ ©cccece3Er LHE: zeg
© 2 SnNS SIS S E”’“’g‘agl*
s o
© S w'g c o
£ EES258%
= = = T A0 oL
& 8 o 2EE %
o g ~a388 =
& 8ST.E vwa
IS = L ERcE 2E
3 5 QXSSP
< < © WESE 9T =
= £ '8 \_/EE_EE_QQ
2 g 5 o . ECSEE52
o < o O o S Hc o™ on
8 = R § 559,88
£ il S Sooe2gs
] [=} ko] 2] =) =
0] < 0 MENE o ®©-F
& Emmmm%gm n S Eb"oc"éae
5 0 0O O O T O L O g=1T 2905
o 222tz 2oL E Ss5F 50658
9 aaaaggaga:s 828,85 < 8
i SEEEESEEEFEE FEgagOE
< S8 ESEE0EEET RSS2 0o
Q o T DB DD g @F Dy CESED So
L = P S S T I = u@.‘:xgoﬁ?"a)
o VUV LV L LU= 0L L= thg a8
O| E| RREESZERERTE 08I g32
S g SSSSSB588588 S8E€EE5S%
ol EBBBBmmBBBMQE&SE‘gg
J ~&_5N5 8
Z . T B, S 52
LEPeE 0L
ke 8 w BT T8 g
R X0 &9 a g
< . o =290 c E<
] b I 852 QE
R4 = Q A §Z%cE5&8~g
= E oo E EofSSiTL
< 7 — T LR ===
g‘ © % O~ LFE > O oeéxﬁo.g
S| | E2E35%858%38 22528
v QozoxsSIRac 23858, E
00 oesEa23E BEEESER
v | 2| ERa 08 a0 SEFEEES
v | 2| FaSaETyL0TE EZEgEDy
s |2 LELSBLPZamd SX58L8 8
S L EQA&Q_‘ELY-U)Q_‘Q_‘:L AQQ-';:_:@;:
= = NOATABITSARA <« =A00CT A

© 2023 The Author(s). Published by the Royal Society of Chemistry

View Article Online

RSC Advances

3.5. Comparison of the method with similar approaches

To reveal the differences among some similar extraction
procedures and also observe the priorities of the methods over
each other, Table 4 consolidates the figures of merit for the
developed method and the previously developed ones. The LOD
and LOQ values are comparable with previous studies, except
for the ones in which a mass spectrometer (MS) has been
applied. MS is inherently more selective and sensitive than FID.
Except for the two methods, the LRs of the study are wider than
the others. The * values representing the linearity of the cali-
bration curves are comparable with the given examples in the
table. The RSD values are lower than most of the compared
methods. Unfortunately, most of the developed methods suffer
from not reporting the ER and EF values. Appreciable ERs and
high EFs are also the highlights of the developed NiGA MOF-
based method.

3.6. The interaction mechanism between NiGA MOF and
analytes

According to the successful extraction of the surveyed
compounds from the aqueous media using the MOF, the
discussion of the adsorption mechanism can be interesting.
Based on the chemical structure of BHT, it can be understood
that hydrogen bonds can play a significant role in the adsorp-
tion of BHT onto NiGA MOF based on the interactions between
the hydrogen atom of BHT and the oxygen atoms in the MOF
ligand. Moreover, -7 stacking occurs between the conjugated
cyclic sections of the MOF ligand and BHT, DIBP, DNBP, and
DEHP. Also, - stacking happens between the gallate section
of NiGA MOF and the double bonds of DEHA. Nonpolar-
nonpolar interactions also take place between the organic
structure of the MOF and the compounds of interest. Further-
more, the organic nature of the analytes propels their adsorp-
tion onto the MOF surface based on their low solubility values
in the aqueous medium. The chemical structural familiarity
between the MOF ligand and BHT, DIBP, DNBP, and DEHP
based on the shared cyclic section also inflames the adsorption
affinity. Branched organic structures of the target compounds
increase the adsorption affinity of the analytes onto the MOF
structure by enhancing their organic feature. So, based on the
discussed points, it can be inferred that NiGA MOF can extract
the surveyed analytes from the aqueous media successfully.

4. Conclusions

For the first time in this study, NiGA MOF, as a green bio-MOF
synthesized using nickel, gallic acid, and water was applied to
develop a method based on the extraction of some plasticizers
and BHT. NiGA MOF was characterized using SEM, BET, XRD,
EDX, and FTIR analyses. XRD proved the crystallinity, FTIR
demonstrated the creation of metal-organic bands, and EDX
showed no extra elemental peak denoting the purity of the final
product. TAE approach was adopted using low boiling point
desorption solvents. Using DE as the desorption solvent
streamlined the preconcentration by reducing the evaporation
time and temperature. Bottled water, tap water, and rainwater
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samples were chosen to be extracted as the real samples of the
study. Low bio-MOF weight (15 mg), pL-level utilization of
organic solvents (700 pL of DE and 10 pL of 1,2-DBE), the
greenness of the sorbent, the elimination of DLLME from the
preconcentration approach, wide linear ranges (5.74-500 pg L),
low LODs (0.80-1.74 pg L™') and LOQs (2.64-5.74 pg L),
appreciable ERs (61-98%), and high EF values (305-490) were the
achievements of the developed method. In further studies,
DuSPE-TAE can be adopted as a streamlined extraction and
preconcentration method for the extraction of pesticides, drugs,
etc. from different matrices due to its low cost, ease of perfor-
mance, and short application time. Also, different MOFs and bio-
MOFs can be tested to observe their efficiencies for the extraction
of the target compounds.

Abbreviations

DLLME Dispersive liquid-liquid microextraction
DuSPE Dispersive micro solid phase extraction
EF Enrichment factor

FID Flame ionization detector

GC Gas chromatography

LOD Limit of detection

LOQ Limit of quantification

LR Linear range

NiGA MOF Nickel-gallic acid metal-organic framework
RSD Relative standard deviation

TAE Temperature-assisted evaporation

Data availability

All data generated or analyzed during this study are included in
this published article.

Author contributions

Sakha Pezhhanfar (Bio-MOF synthesis and characterization,
analytical methodology and analysis, and writing the manuscript).
Mir Ali Farajzadeh (Analytical methodology and editing the manu-
script). Seyed Abolfazl Hosseini-Yazdi (Synthesis methodology).
Mohammad Reza Afshar Mogaddam (Analytical methodology).

Conflicts of interest

There are no competing interests to declare.

Acknowledgements

The authors are thankful to the University of Tabriz for financial
support.

References

1 X. L. Cao, Phthalate esters in foods: sources, occurrence, and
analytical methods, Compr. Rev. Food Sci. Food Saf., 2010,
9(1), 21-43, DOI: 10.1111/§.1541-4337.2009.00093.x.

30388 | RSC Adv, 2023, 13, 30378-30390

View Article Online

Paper

2 S. Benjamin, E. Masai, N. Kamimura, K. Takahashi,
R. C. Anderson and P. A. Faisal, Phthalates impact human
health: epidemiological evidences and plausible
mechanism of action, J. Hazard. Mater., 2017, 15, 360-383,
DOI: 10.1016/j.jhazmat.2017.06.036.

3 M. Vincenzo Russo, P. Avino, L. Peruginia and
I. Notardonatoa, Extraction and GC-MS analysis of
phthalate esters in food matrices: a review, RSC Adv., 2015,
5, 37023, DOI: 10.1039/c5ra01916h.

4 D. Salazar-Beltran, L. Hinojosa-Reyes, C. Palomino-Cabello,
G. Turnes-Palomino, A. Hernandez-Ramirez and
J. L. Guzman-Mar, Determination of phthalate acid esters
plasticizers in polyethylene terephthalate bottles and its
correlation with some physicochemical properties, Polym.
Test., 2018, 68, 87-94, DOL: 10.1016/
j-polymertesting.2018.04.002.

5 M. Bi, W. Liu, X. Luan, M. Li, M. Liu, W. Liu and Zh. Cui,
Production, use, and fate of phthalic acid esters for
polyvinyl chloride products in China, Environ. Sci. Technol.,
2021, 55(20), 13980, DOI: 10.1021/acs.est.1c02374.

6 M. Ghisari and E. C. Bonefeld-Jorgensen, Effects of
plasticizers and their mixtures on estrogen receptor and
thyroid hormone functions, Toxicol. Lett., 2009, 189, 67-77,
DOI: 10.1016/j.toxlet.2009.05.004.

7 Environmental Protection Agency (EPA) Fed. Reg., Part 12, 40
CFR Part 141, National Primary Drinking Water
Regulations, US, Washington, DC, https://www.epa.gov/
sites/default/files/2015-11/documents/howepargulates_cft-
2003-title40-vol20-part141_0.pdf, accessed June 10, 2023.

8 M. Dalgaard, U. Hass, A. M. Vinggaard, K. Jarfelt, H. R. Lam,
I. K. Serensen, H. M. Sommer and O. Ladefoged, Di(2-
ethylhexyl) adipate (DEHA) induced developmental toxicity
but not antiandrogenic effects in pre- and postnatally
exposed Wistar rats, Reprod. Toxicol., 2003, 17(2), 163-170,
DOI: 10.1016/s0890-6238(02)00149-1.

9 Sh. P. D. Braver-Sewradj, A. Piersma and E. V. S. Hessel, An
update on the hazard of and exposure to diethyl hexyl
phthalate (DEHP) alternatives used in medical devices,
Crit. Rev. Toxicol., 2020, 50(8), 650-672, DOIL 10.1080/
10408444.2020.1816896.

10 D. Anderson, T. W. Yu and F. Hincal, Effect of some
phthalate esters in human cells in the comet assay,
Teratog., Carcinog., Mutagen., 1999, 19, 275-280, DOI:
10.1002/(SICI)1520-6866(1999)19:4<275::AID-
TCM4>3.0.CO;2-1.

11 E. E. Yosta, S. Y. Eulingb, J. A. Weavera, B. E. ]J. Beverlya,
N. Keshavab, A. Mudipallia, X. Arzuagab, T. Blessingerb,
L. Dishawa, A. Hotchkissa and S. L. Makrisb, Hazards of
diisobutyl phthalate (DIBP) exposure: a systematic review
of animal toxicology studies, Environ. Int., 2019, 125, 579-
594, DOI: 10.1016/j.envint.2018.09.038.

12 L. E. Gray, J. Laskey and J. Ostby, Chronic di-n-butyl
phthalate exposure in rats reduces fertility and alters
ovarian function during pregnancy in female Long-Evans
hooded rats, Toxicol. Sci., 2006, 93, 189-195, DOI: 10.1093/
toxsci/kfl035.

© 2023 The Author(s). Published by the Royal Society of Chemistry


https://doi.org/10.1111/j.1541-4337.2009.00093.x
https://doi.org/10.1016/j.jhazmat.2017.06.036
https://doi.org/10.1039/c5ra01916h
https://doi.org/10.1016/j.polymertesting.2018.04.002
https://doi.org/10.1016/j.polymertesting.2018.04.002
https://doi.org/10.1021/acs.est.1c02374
https://doi.org/10.1016/j.toxlet.2009.05.004
https://www.epa.gov/sites/default/files/2015-11/documents/howepargulates_cfr-2003-title40-vol20-part141_0.pdf
https://www.epa.gov/sites/default/files/2015-11/documents/howepargulates_cfr-2003-title40-vol20-part141_0.pdf
https://www.epa.gov/sites/default/files/2015-11/documents/howepargulates_cfr-2003-title40-vol20-part141_0.pdf
https://doi.org/10.1016/s0890-6238(02)00149-1
https://doi.org/10.1080/10408444.2020.1816896
https://doi.org/10.1080/10408444.2020.1816896
https://doi.org/10.1002/(SICI)1520-6866(1999)19:4&lt;275::AID-TCM4&gt;3.0.CO;2-1
https://doi.org/10.1002/(SICI)1520-6866(1999)19:4&lt;275::AID-TCM4&gt;3.0.CO;2-1
https://doi.org/10.1016/j.envint.2018.09.038
https://doi.org/10.1093/toxsci/kfl035
https://doi.org/10.1093/toxsci/kfl035
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ra04612e

Open Access Article. Published on 17 October 2023. Downloaded on 12/5/2025 4:39:16 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

13 N. H. Kleinsasser, E. R. Kastenbauer, H. Weissacher,
R. K. Muenzenrieder and U. A. Harréus, Phthalates
demonstrate genotoxicity on human mucosa of the upper
aerodigestive tract, Environ. Mol. Mutagen., 2000, 35, 9-12,
DOI: 10.1002/(sici)1098-2280(2000)35:1<9::aid-
em2>3.0.co;2-1.

14 N. H. Kleinsasser, B. C. Wallner, E. R. Kastenbauer,
H. Weissacher and U. A. Harréus, Genotoxicity of di-butyl-
phthalate  and  di-iso-butyl-phthalate  in  human
lymphocytes and mucosal cells, Teratog., Carcinog.,
Mutagen., 2001, 21(3), 189-196, DOI: 10.1002/tcm.1007.

15 B. Li, Zh. Wang, Q. Lin, Ch. Hu, Q. Su and Y. Wu,

Determination  of  polymer  additives-antioxidants,
ultraviolet stabilizers, plasticizers and photoinitiators in
plastic food package by accelerated solvent extraction
coupled with high-performance liquid chromatography, J.
Chromatogr. Sci., 2015, 53(6), 1026-1035, DOI: 10.1093/
chromsci/bmu159.

16 M. Ding and J. Zou, Rapid micropreparation procedure for
the gas chromatographic-mass spectrometric
determination of BHT, BHA and TBHQ in edible oils, Food
Chem., 2012, 131(3), 1051-1055, DOL 10.1016/
j-foodchem.2011.09.100.

17 Y. Z. Al-abdaly, E. K. Al-Hamdany and E. R. Al-Kennany,
Toxic effects of butylated hydroxytoluene in rats, Iraq. J.
Veter. Sci., 2021, 35(1), 121-128, DOL 10.33899/
ijvs.2020.126435.1322.

18 A. Nehring, D. Bury, H. Kling, T. Weiss, T. Briining and
H. M. Koch, Determination of human urinary metabolites
of the plasticizer di(2-ethylhexyl) adipate (DEHA) by online-
SPE-HPLC-MS/M, J. Chromatogr. B, 2019, 1124, 239-246,
DOI: 10.1016/j.jchromb.2019.06.019.

19 M. A. Farajzadeh, S. Pezhhanfar, M. Zarei and A. Mohebbi,
Simultaneous elimination of diethyl phthalate, butylated
hydroxy toluene and butylated hydroxy anisole from
aqueous medium by an adsorption process on pretreated
waste material; investigation of isotherms and neural
network modeling, J. Iran. Chem. Soc., 2020, 17, 1377-1386,
DOI: 10.1007/s13738-020-01863-9.

20 M. Del Carlo, A. Pepe, G. Sacchetti, D. Compagnone,
D. Mastrocola and A. Cichelli, Determination of phthalate
esters in wine using solid-phase extraction and gas
chromatography-mass spectrometry, Food Chem., 2008,
111(3), 771-777, DOI: 10.1016/j.foodchem.2008.04.065.

21 A. Sannino, Development of a gas chromatographic/mass
spectrometric method for determination of phthalates in
oily foods, J. AOAC Int., 2010, 93(1), 315-322, DOI: 10.1093/
jaoac/93.1.315.

22 K. Luks-Betlej, P. Popp, B. Janoszka and H. Paschke, Solid-
phase microextraction of phthalates from water, J.
Chromatogr. A, 2001, 938, 93-101, DOIL: 10.1016/s0021-
9673(01)01363-2.

23 J. D. Carrillo, C. Salazar, C. Moreta and M. T. Tena,
Determination of phthalates in wine by headspace solid-
phase microextraction followed by gas chromatography-
mass spectrometry: Fibre comparison and selection, J.

© 2023 The Author(s). Published by the Royal Society of Chemistry

View Article Online

RSC Advances

Chromatogr. A, 2007, 1164, 248-261, DOI: 10.1016/
j-chroma.2007.06.059.
24 M. A. Farajzadeh, S. Pezhhanfar, A. Mohebbi and

M. R. Afshar Mogaddam, Detection and determination of
some migrated chemicals from plastic containers into
different drinks and liquids using dispersive liquid-liquid
microextraction prior to gas chromatography, Anal
Bioanal. Chem. Res., 2020, 7(3), 303-329, DOI: 10.22036/
abcr.2020.196780.1380.

25 P. Rocio-Bautista and V. Termopoli, Metal-organic
frameworks in solid-phase extraction procedures for
environmental and food analyses, Chromatographia, 2019,
82, 1191-1205, DOI: 10.1007/s10337-019-03706-Z.

26 Z. Shokouhmandi and A. Shokrollahi, Polymer-coated MOF
for effective pesticides' sorbent in combined DSPE-DLLME
method, Chem. Pap., 2023, 77, 321-334, DOI: 10.1007/
$11696-022-02432-5.

27 L. Li, Y. Chen, L. Yang, Zh. Wang and H. Liu, Recent
advances in applications of metal-organic frameworks for
sample preparation in pharmaceutical analysis, Coord.
Chem. Rev., 2020, 411, 213235, DOL 10.1016/
j-ccr.2020.213235.

28 L. Niu, T. Wu, M. Chen, L. Yang, ]J. Yang, Zh. Wang,
A. A. Kornyshev, H. Jiang, Sh. Bi and G. Feng, Conductive
metal-organic frameworks for supercapacitors, Adv. Mater.,
2022, 34(52), 2200999.

29 M. Hazrati and M. Safari, Cadmium-based metal-organic
framework for removal of dye from aqueous solution,
Environ. Prog. Sustainable Energy, 2020, 39, 13411, DOI:
10.1002/ep.13411.

30 M. Samimi and M. Safari, TMU-24 (Zn-based MOF) as an
advance and recyclable adsorbent for the efficient removal
of eosin B: Characterization, equilibrium, and
thermodynamic studies, Environ. Prog. Sustainable Energy,
2022, 41, 13859, DOI: 10.1002/ep.13859.

31 S. Pezhhanfar, M. A. Farajzadeh, S. A. Hosseini-Yazdi and
M. R. Afshar Mogaddam, An MOF-based dispersive micro
solid phase extraction prior to dispersive liquid-liquid
microextraction for analyzing plasticizers, J. Food Compos.
Anal., 2021, 104, 104174, DOI: 10.1016/j.jfca.2021.104174.

32 R. Dargahi, H. Ebrahimzadeh, A. A. Asgharinezhad,
A. Hashemzadeh and M. M. Amini, Dispersive magnetic
solid-phase extraction of phthalate esters from water
samples and human plasma based on a nano sorbent
composed of MIL-101(Cr) metal-organic framework and
magnetite nanoparticles before their determination by GC-
MS, J. Sep. Sci., 2018, 41(4), 948-957, DOI: 10.1002/
j$s¢.201700700.

33 S. Pezhhanfar, M. A. Farajzadeh, S. A. Hosseini-Yazdi and
M. R. Afshar Mogaddam, Application of an MOF-based
dispersive micro solid phase extraction method followed
by dispersive liquid-liquid microextraction for plasticizers’
detection and determination, New J. Chem., 2021, 45,
18208, DOI: 10.1039/D1NJ03235F.

34 X. Liu, Zh. Sun, G. Chen, W. Zhang, Y. Cai, R. Kong, X. Wang,
Y. Suo and J. You, Determination of phthalate esters in
environmental water by magnetic Zeolitic Imidazolate

RSC Adv, 2023, 13, 30378-30390 | 30389


https://doi.org/10.1002/(sici)1098-2280(2000)35:1&lt;9::aid-em2&gt;3.0.co;2-1
https://doi.org/10.1002/(sici)1098-2280(2000)35:1&lt;9::aid-em2&gt;3.0.co;2-1
https://doi.org/10.1002/tcm.1007
https://doi.org/10.1093/chromsci/bmu159
https://doi.org/10.1093/chromsci/bmu159
https://doi.org/10.1016/j.foodchem.2011.09.100
https://doi.org/10.1016/j.foodchem.2011.09.100
https://doi.org/10.33899/ijvs.2020.126435.1322
https://doi.org/10.33899/ijvs.2020.126435.1322
https://doi.org/10.1016/j.jchromb.2019.06.019
https://doi.org/10.1007/s13738-020-01863-9
https://doi.org/10.1016/j.foodchem.2008.04.065
https://doi.org/10.1093/jaoac/93.1.315
https://doi.org/10.1093/jaoac/93.1.315
https://doi.org/10.1016/s0021-9673(01)01363-2
https://doi.org/10.1016/s0021-9673(01)01363-2
https://doi.org/10.1016/j.chroma.2007.06.059
https://doi.org/10.1016/j.chroma.2007.06.059
https://doi.org/10.22036/abcr.2020.196780.1380
https://doi.org/10.22036/abcr.2020.196780.1380
https://doi.org/10.1007/s10337-019-03706-z
https://doi.org/10.1007/s11696-022-02432-5
https://doi.org/10.1007/s11696-022-02432-5
https://doi.org/10.1016/j.ccr.2020.213235
https://doi.org/10.1016/j.ccr.2020.213235
https://doi.org/10.1002/ep.13411
https://doi.org/10.1002/ep.13859
https://doi.org/10.1016/j.jfca.2021.104174
https://doi.org/10.1002/jssc.201700700
https://doi.org/10.1002/jssc.201700700
https://doi.org/10.1039/D1NJ03235F
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ra04612e

Open Access Article. Published on 17 October 2023. Downloaded on 12/5/2025 4:39:16 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

RSC Advances

Framework-8 solid-phase extraction coupled with high-
performance liquid chromatography, J. Chromatogr. A,
2015, 1409(28), 46-52, DOI: 10.1016/j.chroma.2015.07.068.

35 S. Pezhhanfar, M. A. Farajzadeh, A. Mirzaahmadi,
S. A. Hosseini-Yazdi and M. R. Afshar Mogaddam, Self-
effervescence-assisted dispersive micro-solid-phase
extraction combined with dispersive liquid-liquid micro-
extraction for the extraction and preconcentration of some
phthalate and adipate esters in sparkling water, Chem.
Pap., 2023, 77, 4041-4055, DOI: 10.1007/5s11696-023-02766-8.

36 J. Gonzalez-Salamoa, M. A.  Gonzalez-Curbelob,
J. Hernandez-Borges and M. A. Rodriguez-Delgado, Use of
Basolite® F300 metal-organic framework for the dispersive
solid-phase extraction of phthalic acid esters from water
samples prior to LC-MS determination, Talanta, 2019, 195,
236-244, DOI: 10.1016/j.talanta.2018.11.049.

37 Y. Lu, B. Wang, Y. Yan, H. Liang and D. Wu, Silica
protection-sacrifice  functionalization = of = magnetic
graphene with a metal-organic framework (ZIF-8) to
provide a solid-phase extraction composite for recognition
of phthalate easers from human plasma samples,
Chromatographia, 2019, 82, 625-634, DOI: 10.1007/s10337-
018-3673-3.

38 Y. Yamini, M. Safari, A. Morsali and V. Safarifard, Magnetic
frame work composite as an efficient sorbent for magnetic
solid-phase extraction of plasticizer compounds, J.
Chromatogr. A, 2018, 1570, 38-46, DOI: 10.1016/
j-chroma.2018.07.069.

39 E. Tahmasebi, M. Y. Masoomi, Y. Yamini and A. Morsali,
Application of a Zn(II) based metal-organic framework as
an efficient solid-phase extraction sorbent for
preconcentration of plasticizer compounds, RSC Adv.,
2016, 6, 40211-40218, DOI: 10.1039/C6RA06560K.

40 B. Badhani, N. Sharma and R. Kakkar, Gallic acid: A versatile
antioxidant with promising therapeutic and industrial
applications, RSC Adv., 2015, 5, 27540-27557, DOI:
10.1039/C5RA01911G.

41 J. Liu, Y. Li and Zh. Lou, Recent advancements in MOF/

Biomass and MOF multifunctional materials: A review,

Sustainability, 2022, 14, 5768, DOI: 10.3390/su14105768.

Z.Bao, ]. Wang, Zh. Zhang, H. Xing, Q. Yang, Y. Yang, H. Wu,

R. Krishna, W. Zhou, B. Chen and Q. Ren, Molecular sieving

of ethane from ethylene through the molecular cross-section

size differentiation in gallate-based metal-organic

frameworks, Angew. Chem., 2018, 57(49), 16020-16025,

DOI: 10.1002/anie.201808716.

43 J. Zhu, F. Chen, Zh. Zhang, M. Li, Q. Yang, Y. Yang, Z. Bao
and Q. Ren, M-gallate (M = Ni, Co) metal-organic
framework-derived Ni/C and bimetallic Ni—Co/C catalysts
for lignin conversion into monophenols, ACS Sustainable
Chem. Eng., 2019, 7, 12955-12963, DOI: 10.1021/
acssuschemeng.9b02005.

44 R. Dargahi, H. Ebrahimzadeh, A. A. Asgharinezhad,
A. Hashemzadeh and M. M. Amini, Dispersive magnetic

42

30390 | RSC Adv, 2023, 13, 30378-30390

45

46

47

48

49

50

51

52

53

View Article Online

Paper

solid-phase extraction of phthalate esters from water
samples and human plasma based on a nanosorbent
composed of MIL-101(Cr) metal-organic framework and
magnetite nanoparticles before their determination by GC-
MS, J. Sep. Sci., 2018, 41(4), 948-957, DOI: 10.1002/
j$s¢.201700700.

X. Wu, H. Hong, X. Liu, W. Guan, L. Meng, Y. Ye and Y. Ma,
Graphene-dispersive solid-phase extraction of phthalate acid
esters from environmental water, Sci. Total Environ., 2013,
444, 224-230, DOI: 10.1016/j.scitotenv.2012.11.060.

P. Liang, J. Xu and Q. Li, Application of dispersive liquid-
liquid microextraction and high-performance liquid
chromatography for the determination of three phthalate
esters in water samples, Anal. Chim. Acta, 2008, 609, 53-58,
DOL: 10.1016/j.aca.2007.12.025.

J. Li, Zh. Wang, Q. Wang, L. Guo, Ch. Wang, Zh. Wang,
Sh. Zhang and Q. Wu, Construction of hypercrosslinked
polymers for high-performance solid phase
microextraction of phthalate esters from water samples, J.
Chromatogr. A, 2021, 1641, 461972, DOI: 10.1016/
j-chroma.2021.461972.

H. Guo, N. Song, D. Wang, J. Ma and Q. Jia, A modulation
approach for covalent organic frameworks: Application to
solid phase microextraction of phthalate esters, Talanta,
2019, 198, 277-283, DOIL: 10.1016/j.talanta.2019.02.025.

M. M. Khataei, Y. Yamini and M. Ghaemmaghami, Reduced
graphene-decorated covalent organic framework as a novel
coating for solid-phase microextraction of phthalate esters
coupled to gas chromatography-mass spectrometry,
Microchim. Acta, 2020, 187, 256, DOI: 10.1007/s00604-020-
4224-9.

Zh. Huang, Ch. Tu, H. Liu, L. Wang, Z. Zhu and I. Watanabe,
Hollow fiber-solid phase microextraction of phthalate esters
from bottled water followed by flash evaporation gas
chromatography-flame ionization detection, J. Chromatogr.
A, 2020, 1619, 460953, DOI: 10.1016/j.chroma.2020.460953.
Y. Yamini, M. Faraji and M. Adeli, Magnetic silica
nanomaterials for solid-phase extraction combined with
dispersive liquid-liquid microextraction of ultra-trace
quantities of plasticizers, Microchim. Acta, 2015, 182, 1491~
1499, DOI: 10.1007/s00604-015-1474-z.

M. Del Carlo, A. Pepe, G. Sacchetti, D. Compagnone,
D. Mastrocola and A. Cichelli, Determination of phthalate
esters in wine using solid-phase extraction and gas
chromatography-mass spectrometry, Food Chem., 2008,
111, 771-777, DOIL: 10.1016/j.foodchem.2008.04.065.

R. Zhao, X. Wang, J. Yuan and ]J. Lin, Investigation of
feasibility of bamboo charcoal as solid-phase extraction
adsorbent for the enrichment and determination of four
phthalate esters in environmental water samples, J.
Chromatogr. A, 2008, 1183, 15-20, DOI: 10.1016/
j-chroma.2008.01.021.

© 2023 The Author(s). Published by the Royal Society of Chemistry


https://doi.org/10.1016/j.chroma.2015.07.068
https://doi.org/10.1007/s11696-023-02766-8
https://doi.org/10.1016/j.talanta.2018.11.049
https://doi.org/10.1007/s10337-018-3673-3
https://doi.org/10.1007/s10337-018-3673-3
https://doi.org/10.1016/j.chroma.2018.07.069
https://doi.org/10.1016/j.chroma.2018.07.069
https://doi.org/10.1039/C6RA06560K
https://doi.org/10.1039/C5RA01911G
https://doi.org/10.3390/su14105768
https://doi.org/10.1002/anie.201808716
https://doi.org/10.1021/acssuschemeng.9b02005
https://doi.org/10.1021/acssuschemeng.9b02005
https://doi.org/10.1002/jssc.201700700
https://doi.org/10.1002/jssc.201700700
https://doi.org/10.1016/j.scitotenv.2012.11.060
https://doi.org/10.1016/j.aca.2007.12.025
https://doi.org/10.1016/j.chroma.2021.461972
https://doi.org/10.1016/j.chroma.2021.461972
https://doi.org/10.1016/j.talanta.2019.02.025
https://doi.org/10.1007/s00604-020-4224-9
https://doi.org/10.1007/s00604-020-4224-9
https://doi.org/10.1016/j.chroma.2020.460953
https://doi.org/10.1007/s00604-015-1474-z
https://doi.org/10.1016/j.foodchem.2008.04.065
https://doi.org/10.1016/j.chroma.2008.01.021
https://doi.org/10.1016/j.chroma.2008.01.021
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ra04612e

	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters

	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters

	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters
	NiGA MOF-based dispersive micro solid phase extraction coupled to temperature-assisted evaporation using low boiling point solvents for the extraction and preconcentration of butylated hydroxytoluene and some phthalate and adipate esters


