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Abstract: This study is the first to focus on the preconcentration and determination of histamine (HIS)
in food samples using zeolite imidazole frameworks (ZIFs) on a solid-phase microextraction (SPME)
platform. ZIF was developed on a polypropylene hollow fiber (PPHF) substrate (ZIF@PPHF) and
characterized. The extraction performance was optimized by adjusting several parameters, including
pH, contact time for adsorption, and desorption conditions. Under the optimized conditions, a
wide linear dynamic range (0.05–250 mg/L) with high R2 values (0.9989), low limit of detection
(0.019 mg/L), and low limit of quantification (0.050 mg/L) were determined as analytical figures of
merit. Additionally, a reusability study confirmed that ZIF@PPHF preconcentrated 83% of the HIS
up to the fourth cycle. The developed method was used to preconcentrate HIS in fish and cheese
samples. The spiked real samples confirmed the validity and accuracy of this method. The percentage
mean recoveries ± relative standard deviation (% RSD, n = 3) at the concentration levels of 5, 10,
and 50 mg/L of HIS and the sample amount of 5 g for intra- and inter days ranged from 97 ± 1.10
to 102.80 ± 0.90 and from 96.40 ± 1.82 to 103.40 ± 0.79, respectively. The results suggest that the
analytical method validation parameters were acceptable, indicating the repeatability and sensitivity
of the method.

Keywords: zeolite imidazole frameworks; histamine; preconcentration; adsorbent; microextrac-
tion; foods

1. Introduction

Biogenic amines (BAs) are a group of potentially harmful compounds found in foods.
They are naturally occurring amines generated by enzymatic decarboxylation of endoge-
nous amino acids [1,2] or by amination and transamination of aldehydes and ketones [3–5].
Histamine (HIS) is a member of the family of BAs and has essential physiological functions
in humans. It can be found in a wide range of foods and drinks, including fish and fish
products [6,7], meat and meat products [8], fermented sausage [9], dairy products [10], and
plant and fermented foods [11,12], as well as in beverages [13,14] and other fermented and
non-fermented products.

HIS contamination poses an essential challenge for food safety regulators, producers,
and consumers owing to its association with foodborne illness, gut disorders, and allergic
reactions [15–17]. Accordingly, various regulatory organizations have set certain thresholds
for HIS levels in different food items to protect public health and prevent incidents of HIS
poisoning [18]. Various approaches, including colorimetric, fluorometric, and immunoas-
say techniques, have been suggested as suitable options for measuring HIS, and most
analytical methods rely on chromatographic techniques [19]. However, the complexity
of food matrices is a significant problem in quantifying HIS in food [20]. Therefore, the
development of reliable and specific analytical methods of evaluating HIS levels in the
presence of various interfering compounds is crucial.
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Analysts have suggested the use of cleanup and preconcentration procedures. Com-
pared to costly and time-consuming methods that use a lot of chemicals and generate waste,
microextraction methods such as solid-phase microextraction [21], dispersive liquid-phase
extraction [22], dispersive solid-phase extraction [23], magnetic solid-phase extraction [24],
molecularly imprinted polymers [25], and stir-bar sorptive extraction [26] are preferred. Re-
lated to the above criteria, Molaei et al. [27] validated using mesoporous silica-coated mag-
netic nanoparticles as adsorbents to extract HIS and other common BAs in dairy products.
Recently, Jayasinghe et al. [28] reviewed several microextraction strategies for extracting
HIS from food products. These strategies include solid- and liquid-based microextraction.
These processes are small-scale methods for preparing samples for HIS separation and
pre-concentration. Furthermore, Alizadeh et al. [29] successfully applied headspace SPME
combined with ion mobility spectrometry to measure HIS at low concentrations in various
canned fish samples, without using derivatization processes [29].

Metal–organic frameworks (MOFs) are a new type of organic porous material that
self-assembles from organic ligands and metal ions to form a network structure [30]. The
structural arrangement of metal clusters and organic ligands and their binding styles
control the characteristics and structure of MOFs [31,32]. MOFs have demonstrated their
practicality in various applications such as storage, separation, sensing, catalysis, and drug
delivery. These applications benefit from the increased versatility of the multiple MOF
types and synthetic processes. Owing to their unique three-dimensional structures, zeolite
imidazole frameworks (ZIFs), a subclass of MOFs, have shown promising results in many
fields [33]. ZIFs have attracted the interest of many scientists because they combine the
features of zeolites and MOFs. ZIFs are based on the typical cages and channels seen in
zeolites but are more accessible to structural changes. ZIFs are preferable to other MOFs in
terms of mechanical and chemical stability because of the strength of their metal–nitrogen
connections [34–36].

The unique characteristics and structures of ZIFs and their large surface areas provide
many active sites for adsorption, pre-concentration, and extraction applications. These
properties allow efficient interactions with the target molecules, thus improving the pre-
concentration and extraction efficiency. For example, the Fe3O4@ZIF-8 adsorbent, with
a >470 m2/g surface area, has shown remarkable efficiency in extracting doxorubicin
from aqueous solutions [37]. Additionally, ZIF-8 has recently been used [38] as an effi-
cient sorbent for extraction, applied as a solid-phase extraction (SPE) sorbent, and used
as a preconcentration of several benzomercaptans, including “2-mercaptobenzothiazole,
2-mercaptobenzoxazole, and 2-mercapto-6-nitrobenzothiazole”, from environmental water
and soil samples. Recently, ZIF-67 was coupled with a magnetic porous porphyrin organic
polymer to preconcentrate and enrich neonicotinoid pesticides in river water [39].

In contrast, food samples with a complex matrix have been subjected to improved
sample analysis techniques using the in situ growth of ZIFs on layered double hydroxides
(LDHs) to prepare porous nanocomposites. This nanoporous composite was prepared by
the in situ growth of ZIF-8 on the Zn-Al LDH surface (Zn-Al LDH/ZIF-8) and applied
for stir-bar sorptive extraction and the detection of trace amounts of benzylpenicillin in
milk samples [40]. Moreover, a new type of substance (Zn-BTEC@ZIF-8) consisting of two
different MOFs arranged in a heterostructured mode was produced and designed for HIS
detection in seafood with a high sensitivity and low LOD of 1.458 mg/L [41].

This study is the first to explore the use of a ZIF@PPHF adsorbent to extract and
concentrate HIS from cheese and fish. The prepared adsorbent was subjected to SPME,
which enabled the method to achieve lower limits of detection and quantification. This
work also aimed to establish a precise and specific analytical approach for measuring the
amount of HIS using a ZIF adsorbent to preconcentrate HIS and extract it via SPME, along
with high-performance liquid chromatography (HPLC), which was verified by evaluating
its accuracy, precision, linearity, limit of detection (LOD), and limit of quantification (LOQ).
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2. Materials and Methods
2.1. Chemicals and Reagents

Histamine dihydrochloride (HIS), benzoyl chloride (BC), tetraethyl orthosilicate (TEOS),
and zinc nitrate hexahydrate solution (Zn(NO3)2·6H2O) were obtained from Sigma-Aldrich
(Saint Louis, MO, USA). Ammonia solutions with a concentration of 25% (w/v), high-purity
sodium silicate, acetonitrile, methanol, 2-propanol, acetone, and ethanol (of HPLC grade)
were obtained from Merck (Darmstadt, Germany). Sodium hydroxide (NaOH), sodium
chloride (NaCl), and hydrochloric acid (HCl) were purchased from Scharlau (Barcelona,
Spain). Ultrapure water (DI) was used as the primary water source in all experiments.
The Accurel Q3/2 polypropylene hollow fiber was purchased from Membrana GmbH
(Wuppertal, Germany).

2.2. Preparation of Standard Solution and Derivatization Steps

HIS standard solution with a concentration of 1000 mg/L was prepared in 0.1 M HCl
and stored in glass-stoppered bottles at a controlled temperature of 4 ± 1 ◦C. Working
standard solutions were prepared daily by diluting the HIS stock solutions in DI water to
obtain parts with desired concentrations.

With some modifications, derivatization of the standard solution was performed
according to the method described by Wang et al. [42]. A working standard solution
(10 mL) was placed in a glass tube, and 2 mL of 2 M NaOH solution was added to obtain
a pH of 12. The as-prepared adsorbents were then immersed in a standard solution and
stirred continuously for the desired time. The ZIF adsorbent was then removed and placed
in 0.5 mL of a desorption solvent (HPLC-grade methanol) for 2 min. Subsequently, the
adsorbent was removed from the desorption solvent, and 20 µL of BC was added to the
solvent for derivatization and mixed thoroughly for 30 s. Finally, the mixture was incubated
at room temperature for 30 min to complete derivatization. Finally, the HPLC analysis was
performed by injecting 10 µL of the treated solution.

2.3. Chromatographic Conditions

HPLC analysis was performed using a Shimadzu Prominence-i LC-2030C Plus device
equipped with a UV–Vis detector. Chromatographic separation was performed using
Nucleoshell RP 18 plus a reversed-phase column (particle size; 2.7 µm, internal diameter;
3.0 mm, length: 150 mm; Macherey-Nagel). In this study, a new column was installed and
equilibrated with the mobile phase following the manufacturer’s instructions. First, a new
HPLC column was flushed at 0.1–0.5 mL/min for 60 min with 100% mobile phase, which
equilibrates the column and mobile phase. The flow rate was then gradually increased to
the desired operational flow rate (1.0 mL/min), and the column pressure was monitored to
ensure that the peak shape, retention time, and baseline stability met the standards. The
mobile phase was a 40:60 mixture of acetonitrile and DI water. The flow rate was set to
1 mL/min, using a 10 µL injection volume and detection at 198 nm at room temperature.
After each run, the column was reconditioned with mobile phase for 8.0 min. The samples
were eluted using a consistent isocratic method [43,44]. The experiments were conducted
in triplicate, and the mean values were recorded. LabSolutions software (Version 5.92) was
used for both instrumentation analysis and control.

2.4. ZIF Synthesis and Characterization

The synthesis and manufacture of the ZIF were conducted using the following proce-
dure: (1) an iron needle measuring 1.5 cm in length was coated with 0.5 cm of polypropylene
hollow fiber (PPHF). Subsequently, the needle was placed and fixed in a tube containing
10 mL ammonia solution; (2) 4 mL of tetraethyl orthosilicate (TEOS) was dropped into a
tube containing an iron needle covered with PPHF using a burette and stirred constantly at
room temperature for 12 h to complete the reaction; (3) after that, the needle was removed
and immersed in HCl (pH 5) for 12 h without stirring; (4) the needle was then withdrawn,
submerged in a zinc nitrate hexahydrate (0.01 M) solution, and subjected to gentle agitation
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for 12 h; (5) the needle was removed and washed with water and ethanol; and (6) in the last
step, the needle was immersed in a 2-methylimidazole solution (0.10 M, in methanol) at
room temperature overnight. The needle was then removed and analyzed (Figure 1). Dif-
ferent techniques, including field emission scanning electron microscopy (FESEM; SIGMA
VP-500; Zeiss, Jena, Germany) and Brunauer–Emmett–Teller (BET; Belsorp II apparatus,
Osaka, Japan) were used to characterize the synthesized platform. The textural features
and surface area of the modified PPHF were also evaluated using nitrogen adsorption
isotherms. Attenuated total reflectance–Fourier transform infrared (ATR-FTIR) (Thermo
Electron, Nexus® 670, Madison, WI, USA) (450–4000 cm−1, 4 cm−1) spectra were employed
to provide a comprehensive understanding of the in-site growth of ZIF on PPHF and the
surface functional groups of the as-prepared absorbent.
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based adsorbent on a polypropylene hollow fiber (PPHF).

2.5. Optimization Conditions of the Analytical Parameters

Several experimental parameters, including pH, adsorption contact time, and des-
orption conditions (elution solvent type) were optimized using one-factor-at-a-time. In
addition, the food matrices and the reusability of the adsorbents were thoroughly studied to
verify and improve the sensitivity of the method. It should be noted that every experiment
was conducted three times, and the optimal conditions were identified.

The reusability of the prepared adsorbent was assessed through multiple adsorption–
desorption cycles. After each cycle, the adsorbent was rinsed twice with deionized water
and air-dried at room temperature before reuse. Serial analyses were conducted with 10 mL
of HIS standard working solution at a concentration of 10 mg/L throughout the six reuse
cycles to assess the reusability and adsorption efficiency (R %) of the adsorbent, which was
calculated using Equation (1) [45].

% R =
Ci − C f

Ci
× 100 (1)

where Ci is the initial concentration of the HIS working solution and Cf is the final concen-
tration of the HIS solution throughout all six reuse cycles.

2.6. Extraction, Preparation, Preconcentration, and Derivatization Procedure for HIS Detection in
Fish and Cheese Samples

HIS extraction, preconcentration, and derivatization procedures were conducted fol-
lowing the method described by Molaei et al. [27], with slight modifications. High-fat fish
(flathead mullet; Mugil cephlus; ~11%, low-fat fish (common carp; Cyprinus carpio; ~2%),
high-fat cheese (feta~18%), and low-fat cheese (cheddar~6%) samples were weighed sepa-
rately (5 g) and homogenized with 5 mL HClO4 (5% v/v). Homogenates were refrigerated
(4 ± 2 ◦C) for 1 h. The mixture was centrifuged at 4000× g for 10 min at approximately 4 ◦C
and then filtered through filter paper with 20 µm pores to collect the extract in a volumetric
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flask. The remaining solids were extracted using the same procedure and the extracts were
filtered through the same flask. The volume was completed with DI water, neutralized
(pH > 6) with 2 M NaOH, and stored in an ice bath (0 ± 2 ◦C) for 20 min. Subsequently, the
pH of the mixture was adjusted to 12 by the addition of 2 M NaOH and vortexing for 30 s.
Afterward, an aliquot of the sample extraction solution (10 mL) was filtered into a tube
using a disposable syringe filter “FilterBio® Nylon Syringe Filter, 33 mm diameter, 0.45 µm
pore size”, and the prepared adsorbents were dipped in a sample extraction solution and
stirred continuously for 7 min. In the next step, the prepared ZIF adsorbent was removed
from the extraction solution and immersed in a 0.5 mL desorption solvent (HPLC-grade
methanol) for 2 min. The prepared adsorbent was then removed from the desorption
solvent and 20 µL of BC was added to the solvent for derivatization and mixed thoroughly
for 30 s. Subsequently, the mixture was left at ambient temperature for 30 min to allow the
completion of the derivatization reaction. The extracted solution was subjected to HPLC
analysis by injecting 10 µL extract. The analysis had a total run time of 8 min, and the
retention time ranged between 3.444 and 3.459 min, as shown in the HPLC chromatograms
(Figure 2). The selection of variables and materials for this test was based on the optimized
results obtained in the previous stage, as detailed in Section 3.
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Figure 2. HPLC chromatograms of (a) standard solution without adsorbent, (b) standard solution
using prepared ZIF@PPHF adsorbent, (c) fish samples using prepared ZIF@PPHF adsorbent, and
(d) cheese samples using prepared ZIF@PPHF adsorbent. The chromatogram clearly illustrates that
the total runtime of the analysis was 8 min. The retention time varied from 3.444 min to 3.459 min.

The matrix effect (ME) was assessed by comparing the peak areas of real fish and
cheese samples spiked with HIS standards at concentrations of 5, 10, and 50 mg/L against
the peak areas of the same HIS standards at identical concentrations in the absence of
the sample matrix. ME can be determined by comparing the response of an analyte in a
standard solution to that in a spiked sample and can be calculated using Equation (2) [46].

% ME =
B
A

× 100 (2)
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where B is the peak area of the analyte in the spiked sample, and A is the peak area of the
analyte in the standard solution.

The enrichment factor (EF) of the method was calculated using Equation (3) [47].

EF =
Vs

Vel
× R % (3)

where Vs is the sample volume, Vel is the elution volume, and R % is the quantitative
percentage recovery.

2.7. Method Validation

The performance of the proposed method was validated using various measures,
including accuracy (recovery rate), precision (intra- and inter-day), linear dynamic range
(LDR), determination coefficient (R2), LOD, and LOQ (Table 1). The proposed method was
validated using spiked real fish and cheese samples. Moreover, accuracy (recovery rate)
and intra- and inter-assay precision (percent relative standard deviations, %RSD) were also
evaluated. Three replicates of 5 g samples were used to assess accuracy and the %RSD
inter-day and intra-day precision, which spiked with three concentration levels of 5, 10,
and 50 mg/L of HIS (data from two real food samples—fish and cheese). Analyses were
conducted 72 h apart using the same samples and concentrations as those used to assess
intra-day precision.

Table 1. Method validation and quality control programs, including LDR, RE, R2, LOD, LOQ,
MR ± RSDs, ME, and precision (both intra- and inter-day) of the proposed ZIF@PPHF adsorbent
coupled with the HPLC method to quantify histamine in fish and cheese samples.

LDR RE (R2) LOD LOQ
Food

Samples
Unspiked

Results
(M ± SD, mg/L)

Spiked
Level

Results of Spiked Samples
(M ± SD, mg/L) MR ± RSD (%, n = 3) ME

(%)
Intra-Day Inter-Day Intra-Day Inter-Day

0.05–250

y =
372.73x +

267.78
R2 =

0.9989

0.019 0.050

LFF 17.5 ± 0.20
5 22.40 ± 0.26 22.43 ± 0.41 98 ± 1.18 98.60 ± 1.85 96.78
10 27.20 ± 0.30 27.46 ± 0.40 97 ± 1.10 99.60 ± 1.47 101.84
50 67.01 ± 0.20 67.57 ± 0.42 99.02 ± 0.29 100.14 ± 0.62 102.20

HFF 23.66 ± 0.25
5 28.70 ± 0.30 28.60 ± 0.30 102 ± 1.06 98.80 ± 1.04 93.23
10 33.70 ± 0.45 33.50 ± 0.30 100.40 ± 1.36 98.40 ± 0.89 99.04
50 72.90 ± 0.8 73.97 ± 0.25 98.48 ± 1.09 100.62 ± 0.34 97.23

LFC 13.87 ± 0.15
5 18.90 ± 0.20 19.04 ± 0.15 100.60 ± 1.05 103.40 ± 0.79 95.11
10 23.60 ± 0.62 24.20 ± 0.30 97.30 ± 2.64 103.30 ± 1.23 104.06
50 62.13 ± 1.20 64.46 ± 0.70 96.52 ± 1.94 101.18 ± 1.08 98.77

HFC 16.96 ± 0.20
5 22.10 ± 0.20 21.93 ± 0.25 102.80 ± 0.90 99.40 ± 1.14 93.63
10 26.83 ± 0.30 26.60 ± 0.48 98.70 ± 1.13 96.40 ± 1.82 98.11
50 67.03 ± 0.30 66.7 ± 0.80 100.14 ± 0.45 99.48 ± 1.19 98.95

LDR: linear dynamic range (mg/L); RE: regression equation (y, HPLC peak area; x, concentration (mg/L);
R2, determination coefficient; LOD: limit of detection (mg/L); LOQ: limit of quantification (mg/L); M ± SD,
mean ± standard deviation (mg/L); HFF, high-fat fish; LFF, low-fat fish; HFC, high-fat cheese; LFF, low-fat
cheese; MR ± RSD: mean recovery ± relative standard deviation (%); ME: matrix effect (%).

3. Results and Discussion
3.1. Characterization of ZIF@PPHF Adsorbent
3.1.1. FESEM and BET

To determine the size and morphology of the ZIF structure grown on the PPHF
substrate, FESEM micrographs were captured at various magnifications (Figure 3a). As can
be seen, the size of the nano-crystals is about 100 nm, and all particles are semi-spherical,
with some protrusions. According to IUPAC categorization, the gas (N2) adsorption–
desorption curves of the prepared fiber (Figure 3b) showed behaviors very similar to type
IV hysteresis loop isotherms, which are specific to mesoporous materials [48]. Moreover,
the Brunauer–Emmett–Teller (BET) plot was based on the adsorption–desorption isotherms
of liquid N2 at 77 K), and the surface area of the fiber was approximately 396.5 m2/g
(Figure 3b).
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3.1.2. ATR-FTIR Analysis

As depicted in the PPHF spectrum (Figure 4), the characteristic absorption bands
centered at 2924 and 2861 cm−1 and the peaks observed at approximately 1500–1400 cm−1

can be assigned to the stretching vibration modes of the-CH2-, -CH-, and -CH3 groups of
the polypropylene material. In addition, the intertwined peaks around 1200–1000 cm−1 can
be attributed to C–C asymmetric stretching, CH3 asymmetric rocking, and C–H wagging
vibrations, whereas the absorptions at 898 and 850 cm−1 can be attributed to CH2 rocking
vibrations [49]. In contrast, in the ATR-FTIR spectrum of the designed absorbent (Figure 4),
all the characteristic peaks related to the C-H stretching of the aromatic (at 3131 cm−1)
and aliphatic (at 2928 cm−1) imidazole rings; the absorption band of the C–N bond (peaks
at 1424–1305 cm−1) and out-of-plane (1143 and 993 cm−1) and in-plane (754–691 cm−1)
bending of the imidazole ring are related to the on-site growth of ZIF on PPHF [50].
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3.2. Optimization Analytical Parameters
3.2.1. pH

The solution pH has an important effect on the chemical reactions caused by contam-
inants, ion competition for binding sites, and functional group activity (surface charge)
in the adsorbent [51]. Therefore, the effects of various pH levels (5, 7, 9, and ≥12) on the
adsorption capacity of ZIF@PPHF adsorbents and the optimal pH conditions for achieving
the highest adsorption capacity were investigated. The data demonstrated a clear trend,
with the adsorption capacity increasing as the pH of the solution increased and reaching
the optimum adsorption rate at pH ≥ 12 (Figure 5a). Similar to our study, Nasir et al. [52]
successfully synthesized ZIF-L at ambient temperature for arsenic adsorption. They found
that alkaline conditions at pH 10 resulted in the highest adsorption capacity. Similarly, the
highest amount of 1-naphthol adsorbed by ZIF-67 was observed in a solution with a pH of
10 [53].
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Figure 5. The optimization conditions for the prepared adsorbent in the extraction procedure, based
on a one-factor-at-a-time approach, involved optimizing all relevant parameters using 5.0 mL of a
working standard solution at a concentration of 10 mg/L, with the volume of elution solvent fixed at
0.5 mL. The optimization factors were the pH of the solution (pH 5, 7, 9, and ≥12) (a), adsorption
contact time (1.0–30 min) (b), desorption solvent type (c), and desorption solvent time (0.5–5.0 min)
(d). Values were considered statistically significant at p < 0.05, and values with different letters
indicate significant differences.

As previously stated, ZIFs exhibit a remarkable porous structure characterized by
uniform pore sizes, making them attractive for various applications including analyti-
cal pretreatment and adsorption [54–56]. Owing to their large surface area and highly
porous nature, ZIFs have many sites for absorbing compounds. Ideally, the analyte
and adsorbent should have opposite surface charges or polarities to enable efficient
interactions [57,58]. These factors ultimately determine the surface interaction between
the analyte and adsorbent as well as the optimal extraction efficiency. The pores are influ-
enced by the interplay between the acid and base interactions, electrostatic interactions,
π-bond stacking, coordination interactions, and hydrogen bonding. These factors facilitate
the selective adsorption of molecules that fit perfectly within the pores, while excluding
those that are either too large or too small [59].

One way to explain why analytes stick to the solid phase is by examining the pH
value called the isoelectric point (pHpzc). At this pH, the surface has no net charge because
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the positive and negative charges are balanced. Above this pH, the surface is negatively
charged, whereas below it, the surface is positively charged [60]. In this study, the pH of
the isoelectric point or point of zero charge (PZC), pHpzc, was determined using the salt
addition technique [61], and a 7.6 value was obtained. Within the pH range < 7.6, ZIFs
have a net positive surface charge, causing them to attract anions (species with a negative
charge). Conversely, at pH values greater than 7.6, ZIFs attract cations (positively charged
species). Furthermore, electrostatic contact does not contribute to the absorption if the
adsorbent is not in an ionic state (beyond the acid dissociation constant). Therefore, the
pH of the solution significantly influences the electrostatic attraction strength. Interactions
between the π and π systems were also observed in ZIF adsorption because of the benzene
rings. The rings mentioned are areas with abundant electrons that cause a stacking effect
between the acceptor and donor molecules and other aromatic adsorbate species [62].

3.2.2. Adsorption Contact Time

An optimal contact time is crucial for achieving maximum adsorption efficiency and
providing an ideal interaction between the analyte and adsorbent. To assess its impact,
we investigated the effect of the adsorption time by testing various time intervals ranging
from 1 to 30 min. Our results reveal a clear pattern: the adsorption of analytes increased
steadily for up to 7 min before leveling off (Figure 5b). As a result, we concluded that
a 7 min period represents the most effective adsorption time for all subsequent studies.
This highlights the importance of optimizing the adsorption period for optimal HIS ex-
traction using the ZIF@PPHF adsorbents (Figure 5b). The high surface area and porous
structure of the ZIF@PPHF adsorbents facilitated rapid mass transfer and diffusion of HIS
to active adsorption sites, leading to efficient capture within a shorter duration. This helps
maintain the effectiveness and ability of the adsorbent to continuously absorb HIS. By
precisely adjusting the contact period to a specific range of 7 min, the adsorption process
can be accelerated, operational costs can be reduced, and overall process efficiency can
be improved.

3.2.3. Desorption Solvent Type

Choosing the most suitable desorption solvent is crucial in methodological design
because it ensures the complete and quantitative release of the analyte. NaOH, methanol,
and ethanol are the most suitable and effective eluents for adsorbates from ZIF-based adsor-
bents [62]. In this study, several eluents (i.e., desorption solvents) with various polarities,
including acetonitrile, 2-propanol, methanol, ethanol, and acetone, were tested for their
ability to efficiently desorb HIS from adsorbents during extraction and preconcentration.
Among these solvents, methanol demonstrated optimal performance, exhibiting ideal
desorption rate conditions and superior extraction efficiency (Figure 5c). Additionally, ace-
tonitrile and methanol were the most polar, whereas 2-propanol was the least polar solvent.
Given that HIS has a larger structure with multiple polar functional groups contributing
to its overall dipole moment, the matching polarities significantly enhanced adsorption
efficiency when methanol and acetonitrile were used. Therefore, methanol was selected as
the optimal elution solvent in this study.

3.2.4. Desorption Time

Finding the optimal desorption duration is crucial for maximizing the efficiency of
releasing or desorbing HIS from the prepared adsorbent. This study conducted to determine
the optimal desorption period, ranging from 1 to 30 min, offers useful information regarding
the speed of the desorption process and aids in establishing guidelines for efficient HIS
recovery when applied as an adsorbent. The consistent desorption efficiency observed
across multiple desorption periods indicates that the desorption process was likely fast
and effective under the conditions tested. However, it is important to recognize that, even
though there were no significant differences, it is recommended that the desorption time
is limited to 2 min for efficient HIS desorption. Additionally, optimizing the desorption
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duration to a specific range of 2 min simplifies the process, reduces operational costs, and
enhances the overall appeal of the procedure (Figure 5d).

3.2.5. Extractant (Desorption Solvent) Volume

An in-depth study was carried out to optimize the efficiency of various desorption
solvent volumes (0.5–2.0 mL) for the extraction of HIS. The results indicated that 0.5 mL
was sufficient to extract HIS and produced the best extraction rate. Thus, methanol (0.5 mL)
was selected as the optimal volume for desorption.

3.2.6. Reusability

The reusability investigation confirmed that the ZIF@PPHF adsorbent could effectively
preconcentrate 83% of the HIS for up to four cycles (Figure 6). This indicates that the
adsorbent demonstrates strong evidence of high reusability. However, as the number of
cycles increased, the adsorption capacity gradually declined, with a significant and rapid
decrease occurring during the fifth and sixth cycles. The significant decrease in the ability of
the ZIF adsorbent to adsorb HIS after six reuse cycles may be attributed to factors affecting
its structural integrity, surface chemistry, and overall effectiveness. Repeated cycling can
also reduce the surface area and pore size of ZIF. ZIF pores can capture certain adsorbates,
particularly those with strong binding affinities such as HIS. The adsorption capacity of
the ZIF is primarily attributed to the functional groups present on its surface or within
its pores. Repetitive cycles can lead to chemical changes in these groups, reducing their
effectiveness in capturing the targeted molecules. In a study conducted by Abdi et al. [63], a
dye desorption test was performed using ZIF-8 as the adsorbent. The recovered adsorbents
underwent a series of washing steps with distilled water and were dried overnight under
a vacuum at 50 ◦C. The results indicated that the APTES@ZIF-8 adsorbent gradually
decreased the dye removal efficiency after four cycles [63]. Moreover, a recent review
by Ighalo et al. [62] revealed that a regenerated ZIF-based adsorbent exhibited excellent
reusability, with an overall retention rate above 70% after 3–4 cycles [62]. Similarly, an
earlier study reported that the Fe3O4@ZIF-8 adsorbent could be reused up to six times [37].
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Figure 6. Evaluation of the adsorbent adsorption capacity (%) and reusability over six reuse cycles.
The experimental conditions included a working standard solution with a concentration of 10 mg/L
and a volume of 10 mL and a typical fish sample with a concentration of 10 mg/kg and a volume of
10 mL (the concentration of histamine in the fish sample was 3.7 mg/kg; to reach the same concentra-
tion as that of the standard, 6.3 mg/kg of a standard histamine solution was added). The pH was set
to 12, the contact period was 7 min, and the desorption volume was 0.5 mL. Values were considered
statistically significant at p < 0.05, and values with different letters indicate significant differences.
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3.3. HIS Detection in Fish and Cheese Samples
3.3.1. Matrix Effect

The presence of MEs—specifically those caused by substances such as fats, proteins,
salts, mineral elements, and other BAs found in food samples—can substantially affect
the rate and quantity of BA extraction [64,65]. Comprehending and resolving these matrix
interferences is essential for precise and reliable analysis of target analytes in food prod-
ucts. A cleanup step is usually necessary when analyzing complicated matrices [66]. HIS
detection in food is challenging because of the low analyte concentration and complexity
of the sample matrix. Enhancing the performance of analytical techniques and improving
detection and quantification limits frequently necessitate sample preparation, purification,
and analyte concentration. This process aims to reduce interference from complex food
matrices by eliminating substances that disrupt or selectively extract the analytes [20].
Using Equation (2), the ME is expressed as a percentage, showing how much the sample
matrix affects the analyte response compared to the standard solution. The ME values for
HIS range from 93.63% to 104.06% (Table 1), suggesting that effective MEs do not impact
this analytical method [42].

3.3.2. Enrichment Factor (EF)

To evaluate the possibility of enriching low concentrations of HIs from large sample
volumes, 5 mL of 10 mg/L HIS extract was diluted to 10, 20, 30, 60, 75, and 100 mL.
Quantitative recovery (99.6%) was obtained in 60 mL. As previously described, the final
amount of analyte was 0.5 mL; therefore, the theoretical enrichment factor was 119, which
verifies the feasibility of determining HIS at different concentrations.

3.4. Method Validation and Quality Control

The validity of the suggested method in this study was assessed through the various
values presented in Table 1. Calibration curves were obtained under the optimized con-
ditions, and the tests showed a wide LDR (0.05–250 mg/L) with high R2 values (0.9989)
as well as low LODs (0.019 mg/L) and LOQs (0.050 mg/L), which were calculated based
on signal-to-noise ratios of 3 and 10, respectively. High R2 values indicate strong linear-
ity within the calibration curves, whereas wide LDR values allow analysts to accurately
determine analyte concentrations over a wide range. The accuracy of HIS measurement
using the ZIF@PPHF adsorbent was assessed in fish and cheese samples spiked with HIS
standards at 5, 10, and 50 mg/L. The relative recovery percentage (RR, %) was calculated
using Equation (4) [67].

% RR =
Cspiked sample − Cunspiked sample

Cadded
× 100 (4)

A spiked sample was used to validate the proposed methodology, ensuring the recov-
ery of the HIS levels in food samples. Additionally, it was used to evaluate the effect of
the matrix on the extraction efficiency of the method and to assess the repeatability and
reproducibility of the approach. Each spiked sample was extracted and derivatized using
the same procedure as that for the non-spiked samples. The percentage mean recoveries ±
relative standard deviation (% RSD, n = 3) (both intra- and inter-day) at concentration levels
of 5, 10, and 50 mg/L of HIS and using 5 g samples ranged from (97 ± 1.10 to 102.80 ± 0.90)
and from (96.40 ± 1.82 to 103.40 ± 0.79), respectively, for the spiked real samples (Table 1).
These findings indicate positive results regarding the validation parameters of the analytical
method, underscoring its strong reproducibility and sensitivity. They also underscore the
efficacy of this method in accurately quantifying and monitoring histamine levels in fish
and cheese samples.
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3.5. Comparative Analysis of the ZIF@PPHF-Based SPME Method with Other SPME Methods

Compared to previously published methods (Table 2), the current method offers
several advantages, such as a lower detection limit, shorter adsorption contact time, and
reduced desorption time. In previous studies conducted by Molaei et al. [27] and Hashemi
et al. [68], adsorbents were developed to measure histamine levels in dairy products and
tuna, respectively. Both studies set adsorption and desorption times at 15 and 10 min,
respectively. However, herein, adsorption and desorption times of 7.0 and 2.0 min were
identified as optimal.

Table 2. Comparison of the current proposed method with previously reported methods for the
preconcentration and determination of histamine.

Analytical Method Adsorbent Adsorption
Time

Desorption
Time LOD Type of

Samples References

HPLC-UV Fe3O4@MCM-41-
SPE nanoparticles 15 min 10 min 0.014 mg/L Dairy product [27]

Spectrophotometer CHI/MMIPs 15 min 10 min 1.5 ng/mL Tuna fish [68]

HPLC-UV PEG-modified
halloysite - - 0.078 mg/kg Fish [42]

HPLC-ELSD C18 sorbent - - 2.1 mg/L Cheese [69]
HPLC-UV C18 sorbent - - 0.3 mg/kg Cheese [69]

HPLC-UV ZIF@PPHF 7 min 2 min 0.019 mg/L Fish and
Cheese This study

HPLC-UV: high-performance liquid chromatography–ultraviolet detector, HPLC-ELSD: high-performance liquid
chromatography–evaporative light-scattering detector, Fe3O4@MCM-41-SPE nanoparticles: magnetic solid-phase
extraction based on mesoporous silica-coated iron oxide nanoparticles, CHI/MMIPs: chitosan magnetic molecu-
larly imprinted polymers, PEG-modified halloysite: poly (ethylene glycol) 4-nonylphenyl 3-sulfopropyl ether
potassium salt (PEG-NP-S) modified on the inner surface of the lumen of halloysites by ion exchange.

4. Conclusions

In this study, a ZIF@PPHF adsorbent was successfully synthesized for the first time
and used as a new adsorbent for the microextraction and preconcentration of HIS from food
samples. FESEM, BET, and ATR-FTIR analyses confirmed that the prepared adsorbent was
successfully synthesized. According to the presented data, the prepared adsorbent particles
were 100 nm in size and semi-spherical with certain protrusions. The surface area of the
adsorbent was found to be approximately 396.5 m2/g, making it well-suited to solid-phase
extraction. This study confirmed that ZIF@PPHF adsorbents are effective and well-suited
to HIS preconcentration in complex food matrices owing to their high surface area, tunable
pore structures, and exceptional adsorption capabilities. The reliability, accuracy, and high
adsorption–desorption capacity of the proposed method were validated. Moreover, the
reusability of the ZIF adsorbent was demonstrated through multiple adsorption–desorption
cycles, with a slight decline in the adsorption efficiency over numerous cycles. Furthermore,
the spiked real samples confirmed the validity and accuracy of this method. The percentage
mean recoveries ± relative standard deviation (% RSD, n = 3) at concentration levels of 5,
10, and 50 mg/L of HIS and using 5 g samples in intra- and inter-day measurements ranged
from 97 ± 1.10 to 102.80 ± 0.90 and from 96.40 ± 1.82 to 103.40 ± 0.79, respectively, for the
spiked real samples. This versatility will allow for this method’s widespread adoption in
food safety monitoring and quality control programs.
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19. Tırıs, G.; Sare Yanıkoğlu, R.; Ceylan, B.; Egeli, D.; Kepekci Tekkeli, E.; Önal, A. A Review of the Currently Developed Analytical
Methods for the Determination of Biogenic Amines in Food Products. Food Chem. 2023, 398, 133919. [CrossRef]

20. Gagic, M.; Jamroz, E.; Krizkova, S.; Milosavljevic, V.; Kopel, P.; Adam, V. Current Trends in Detection of Histamine in Food and
Beverages. J. Agric. Food Chem. 2019, 67, 773–783. [CrossRef]

21. Hou, J.; Xie, W.; Hong, D.; Zhang, W.; Li, F.; Qian, Y.; Han, C. Simultaneous Determination of Ten Neonicotinoid Insecticides and
Two Metabolites in Honey and Royal-Jelly by Solid− Phase Extraction and Liquid Chromatography—Tandem Mass Spectrometry.
Food Chem. 2019, 270, 204–213. [CrossRef] [PubMed]

22. Yang, C.; Ran, L.; Xu, M.; Ren, D.; Yi, L. In Situ Ionic Liquid Dispersive Liquid–Liquid Microextraction Combined with Ultra
High Performance Liquid Chromatography for Determination of Neonicotinoid Insecticides in Honey Samples. J. Sep. Sci. 2019,
42, 1930–1937. [CrossRef] [PubMed]

23. Wang, P.; Yang, X.; Wang, J.; Cui, J.; Dong, A.J.; Zhao, H.T.; Zhang, L.W.; Wang, Z.Y.; Xu, R.B.; Li, W.J. Multi-Residue Method
for Determination of Seven Neonicotinoid Insecticides in Grains Using Dispersive Solid-Phase Extraction and Dispersive

https://doi.org/10.3724/SP.J.1123.2022.07004
https://doi.org/10.1016/j.chroma.2019.07.015
https://www.ncbi.nlm.nih.gov/pubmed/31327479
https://doi.org/10.1016/S0963-9969(96)00066-X
https://doi.org/10.1016/0168-1605(95)00032-1
https://doi.org/10.1016/j.foodcont.2020.107115
https://doi.org/10.1016/j.chroma.2021.462046
https://doi.org/10.1155/2020/2684235
https://doi.org/10.1016/j.foodchem.2017.05.031
https://doi.org/10.1016/j.toxrep.2018.05.008
https://doi.org/10.1111/1471-0307.12806
https://doi.org/10.3390/foods11030353
https://doi.org/10.1016/j.foodchem.2022.132557
https://doi.org/10.4315/JFP-21-047
https://doi.org/10.3390/metabo12100895
https://doi.org/10.1002/fsn3.2271
https://doi.org/10.4315/JFP-21-129
https://www.ncbi.nlm.nih.gov/pubmed/33984131
https://doi.org/10.1016/j.foodchem.2022.133919
https://doi.org/10.1021/acs.jafc.8b05515
https://doi.org/10.1016/j.foodchem.2018.07.068
https://www.ncbi.nlm.nih.gov/pubmed/30174036
https://doi.org/10.1002/jssc.201801263
https://www.ncbi.nlm.nih.gov/pubmed/30869190


Foods 2024, 13, 2564 14 of 15

Liquid–Liquid Micro-Extraction by High Performance Liquid Chromatography. Food Chem. 2012, 134, 1691–1698. [CrossRef]
[PubMed]

24. Ghiasi, A.; Malekpour, A.; Mahpishanian, S. Metal-Organic Framework MIL101 (Cr)-NH2 Functionalized Magnetic Graphene
Oxide for Ultrasonic-Assisted Magnetic Solid Phase Extraction of Neonicotinoid Insecticides from Fruit and Water Samples.
Talanta 2020, 217, 121120. [CrossRef] [PubMed]

25. Arabi, M.; Ostovan, A.; Bagheri, A.R.; Guo, X.; Wang, L.; Li, J.; Wang, X.; Li, B.; Chen, L. Strategies of Molecular Imprinting-Based
Solid-Phase Extraction Prior to Chromatographic Analysis. TrAC Trends Anal. Chem. 2020, 128, 115923. [CrossRef]

26. Madej, K.; Jonda, A.; Borcuch, A.; Piekoszewski, W.; Chmielarz, L.; Gil, B. A Novel Stir Bar Sorptive-Dispersive Microextraction
in Combination with Magnetically Modified Graphene for Isolation of Seven Pesticides from Water Samples. Microchem. J. 2019,
147, 962–971. [CrossRef]

27. Molaei, R.; Tajik, H.; Moradi, M. Magnetic Solid Phase Extraction Based on Mesoporous Silica-Coated Iron Oxide Nanoparticles
for Simultaneous Determination of Biogenic Amines in an Iranian Traditional Dairy Product; Kashk. Food Control 2019, 101, 1–8.
[CrossRef]

28. Jayasinghe, G.D.T.M.; Jinadasa, B.K.K.K.; Pohl, P.; Abdelkarim, A. Critical Review on Microextraction Techniques Used in
Determination of Histamine in Food Samples. Discov. Food 2022, 2, 8. [CrossRef]

29. Alizadeh, N.; Kamalabadi, M.; Mohammadi, A. Determination of Histamine and Tyramine in Canned Fish Samples by Headspace
Solid-Phase Microextraction Based on a Nanostructured Polypyrrole Fiber Followed by Ion Mobility Spectrometry. Food Anal.
Methods 2017, 10, 3001–3008. [CrossRef]

30. Kitagawa, S. Metal–Organic Frameworks (MOFs). Chem. Soc. Rev. 2014, 43, 5415–5418.
31. Jin, C.-X.; Shang, H.-B. Synthetic Methods, Properties and Controlling Roles of Synthetic Parameters of Zeolite Imidazole

Framework-8: A Review. J. Solid State Chem. 2021, 297, 122040. [CrossRef]
32. Ma, Z.-J.; Li, W.; Yu, J.-M.; Zhang, Z.; Zhu, X.-Q.; Xiong, W.-W.; Huang, X.-Y. Syntheses, Structures and Properties of a Series of

Heterometallic-Organic Frameworks Based on Pyridinedicarboxylic Acids. J. Solid State Chem. 2020, 285, 121248. [CrossRef]
33. Huang, K.; Li, Q.; Liu, G.; Shen, J.; Guan, K.; Jin, W. A ZIF-71 Hollow Fiber Membrane Fabricated by Contra-Diffusion. ACS Appl.

Mater. Interfaces 2015, 7, 16157–16160. [CrossRef] [PubMed]
34. Banerjee, R.; Phan, A.; Wang, B.; Knobler, C.; Furukawa, H.; O’Keeffe, M.; Yaghi, O.M. High-Throughput Synthesis of Zeolitic

Imidazolate Frameworks and Application to CO2 Capture. Science 2008, 319, 939–943. [CrossRef]
35. Cheng, N.; Ren, L.; Xu, X.; Du, Y.; Dou, S.X. Recent Development of Zeolitic Imidazolate Frameworks (ZIFs) Derived Porous

Carbon Based Materials as Electrocatalysts. Adv. Energy Mater. 2018, 8, 1801257. [CrossRef]
36. Phan, A.; Doonan, C.J.; Uribe-Romo, F.J.; Knobler, C.B.; O’keeffe, M.; Yaghi, O.M. Synthesis, Structure, and Carbon Dioxide Capture

Properties of Zeolitic Imidazolate Frameworks; ACS Publications: Washington, DC, USA, 2009.
37. Al-Hazmi, G.A.A.; El-Zahhar, A.A.; El-Desouky, M.G.; El-Bindary, M.A.; El-Bindary, A.A. Efficiency of Fe3O4@ZIF-8 for the

Removal of Doxorubicin from Aqueous Solutions: Equilibrium, Kinetics and Thermodynamic Studies. Environ. Technol. 2022, 45,
731–750. [CrossRef]

38. Martínez-Pérez-Cejuela, H.; Mompó-Roselló, Ó.; Crespí-Sánchez, N.; Cabello, C.P.; Catalá-Icardo, M.; Simó-Alfonso, E.F.; Herrero-
Martínez, J.M. Determination of Benzomercaptans in Environmental Complex Samples by Combining Zeolitic Imidazolate
Framework-8-Based Solid-Phase Extraction and High-Performance Liquid Chromatography with UV Detection. J. Chromatogr. A
2020, 1631, 461580. [CrossRef]

39. Selahle, S.K.; Mpupa, A.; Nomngongo, P.N. Combination of Zeolitic Imidazolate Framework-67 and Magnetic Porous Porphyrin
Organic Polymer for Preconcentration of Neonicotinoid Insecticides in River Water. J. Chromatogr. A 2022, 1661, 462685. [CrossRef]
[PubMed]

40. Khoobi, A.; Salavati-Niasari, M.; Ghani, M.; Ghoreishi, S.M.; Gholami, A. Multivariate Optimization Methods for In-Situ Growth
of LDH/ZIF-8 Nanocrystals on Anodized Aluminium Substrate as a Nanosorbent for Stir Bar Sorptive Extraction in Biological
and Food Samples. Food Chem. 2019, 288, 39–46. [CrossRef]

41. Yang, Y.; Zhou, Z.; Wang, T.; Tian, D.; Ren, S.; Gao, Z. MOF-on-MOF Heterostructure Boosting AIE Sensing and Triggered
Structural Collapse for Histamine Detection. Talanta 2024, 270, 125632. [CrossRef]

42. Wang, T.; Chen, Y.; Hou, C.; Qiao, X. PEG-Modified Halloysite as a Hydrophilic Interaction and Cation Exchange Mixed-Mode
Sorbent for Solid-Phase Extraction of Biogenic Amines in Fish Samples. Anal. Bioanal. Chem. 2023, 415, 4265–4275. [CrossRef]

43. Cicero, A.; Galluzzo, F.G.; Cammilleri, G.; Pulvirenti, A.; Giangrosso, G.; Macaluso, A.; Vella, A.; Ferrantelli, V. Development of a
Rapid and Eco-Friendly UHPLC Analytical Method for the Detection of Histamine in Fish Products. Int. J. Environ. Res. Public
Health 2020, 17, 7453. [CrossRef]

44. Nadeem, M.; Naveed, T.; Rehman, F.; Xu, Z. Determination of Histamine in Fish without Derivatization by Indirect Reverse
Phase-HPLC Method. Microchem. J. 2019, 144, 209–214. [CrossRef]

45. Chen, H.; Liu, T.; Meng, Y.; Cheng, Y.; Lu, J.; Wang, H. Novel Graphene Oxide/Aminated Lignin Aerogels for Enhanced
Adsorption of Malachite Green in Wastewater. Colloids Surf. A Physicochem. Eng. Asp. 2020, 603, 125281. [CrossRef]

46. Matuszewski, B.K.; Constanzer, M.L.; Chavez-Eng, C.M. Strategies for the Assessment of Matrix Effect in Quantitative Bioanalyti-
cal Methods Based on HPLC−MS/MS. Anal. Chem. 2003, 75, 3019–3030. [CrossRef]

47. Wu, S.; Yu, Y.; Zhang, C.; Chen, F. Colorimetric Determination of Amaranth Followed Enrichment and Separation Using Buoyant
Adsorbents. J. Anal. Sci. Technol. 2020, 11, 6. [CrossRef]

https://doi.org/10.1016/j.foodchem.2012.03.103
https://www.ncbi.nlm.nih.gov/pubmed/25006000
https://doi.org/10.1016/j.talanta.2020.121120
https://www.ncbi.nlm.nih.gov/pubmed/32498893
https://doi.org/10.1016/j.trac.2020.115923
https://doi.org/10.1016/j.microc.2019.04.002
https://doi.org/10.1016/j.foodcont.2019.02.011
https://doi.org/10.1007/s44187-022-00008-6
https://doi.org/10.1007/s12161-017-0860-z
https://doi.org/10.1016/j.jssc.2021.122040
https://doi.org/10.1016/j.jssc.2020.121248
https://doi.org/10.1021/acsami.5b04991
https://www.ncbi.nlm.nih.gov/pubmed/26193169
https://doi.org/10.1126/science.1152516
https://doi.org/10.1002/aenm.201801257
https://doi.org/10.1080/09593330.2022.2121181
https://doi.org/10.1016/j.chroma.2020.461580
https://doi.org/10.1016/j.chroma.2021.462685
https://www.ncbi.nlm.nih.gov/pubmed/34879307
https://doi.org/10.1016/j.foodchem.2019.02.118
https://doi.org/10.1016/j.talanta.2024.125632
https://doi.org/10.1007/s00216-022-04441-5
https://doi.org/10.3390/ijerph17207453
https://doi.org/10.1016/j.microc.2018.09.010
https://doi.org/10.1016/j.colsurfa.2020.125281
https://doi.org/10.1021/ac020361s
https://doi.org/10.1186/s40543-020-0204-2


Foods 2024, 13, 2564 15 of 15

48. Saeidi, N.; Parvini, M.; Sarsabili, M.R. Performance of Dubinin-Astakhov and Dubinin-Raduchkevic Equations to Evaluate
Nanopore Volume and Pore Size of MCM-41 Particles. Int. J. Eng. 2014, 27, 1511–1518.

49. Mutlu, O.; Demirkol, G.T.; Cetin, E. Removal of Natural Organic Matter from Drinking Water by Hybrid Coagulation/Adsorption-
Membrane Filtration. Fresenius Environ. Bull. 2017, 26, 499–509.

50. Binaeian, E.; Maleki, S.; Motaghedi, N.; Arjmandi, M. Study on the Performance of Cd2+ Sorption Using Dimethylethylenediamine-
Modified Zinc-Based MOF (ZIF-8-Mmen): Optimization of the Process by RSM Technique. Sep. Sci. Technol. 2019, 55, 2713–2728.
[CrossRef]

51. Eletta, O.A.A.; Adeniyi, A.G.; Ighalo, J.O.; Onifade, D.V.; Ayandele, F.O. Valorisation of Cocoa (Theobroma Cacao) Pod Husk as
Precursors for the Production of Adsorbents for Water Treatment. Environ. Technol. Rev. 2020, 9, 20–36. [CrossRef]

52. Nasir, A.M.; Md Nordin, N.A.H.; Goh, P.S.; Ismail, A.F. Application of Two-Dimensional Leaf-Shaped Zeolitic Imidazolate
Framework (2D ZIF-L) as Arsenite Adsorbent: Kinetic, Isotherm and Mechanism. J. Mol. Liq. 2018, 250, 269–277. [CrossRef]

53. Yan, X.; Hu, X.; Chen, T.; Zhang, S.; Zhou, M. Adsorptive Removal of 1-Naphthol from Water with Zeolitic Imidazolate
Framework-67. J. Phys. Chem. Solids 2017, 107, 50–54. [CrossRef]

54. Wang, Y.; Rui, M.; Lu, G. Recent Applications of Metal—Organic Frameworks in Sample Pretreatment. J. Sep. Sci. 2018, 41,
180–194. [CrossRef]

55. Yang, C.-X.; Yan, X.-P. Application of Metal-Organic Frameworks in Sample Pretreatment. Chin. J. Anal. Chem. 2013, 41, 1297–1300.
[CrossRef]

56. Zhong, G.; Liu, D.; Zhang, J. The Application of ZIF-67 and Its Derivatives: Adsorption, Separation, Electrochemistry and
Catalysts. J. Mater. Chem. A 2018, 6, 1887–1899. [CrossRef]

57. Zhang, Q.; Cao, X.; Zhang, Z.; Yin, J. Preparation of Magnetic Flower-like Molybdenum Disulfide Hybrid Materials for the
Extraction of Organophosphorus Pesticides from Environmental Water Samples. J. Chromatogr. A 2020, 1631, 461583. [CrossRef]

58. Nasiri, M.; Ahmadzadeh, H.; Amiri, A. Organophosphorus Pesticides Extraction with Polyvinyl Alcohol Coated Magnetic
Graphene Oxide Particles and Analysis by Gas Chromatography-Mass Spectrometry: Application to Apple Juice and Environ-
mental Water. Talanta 2021, 227, 122078. [CrossRef]

59. Kouser, S.; Hezam, A.; Khadri, M.J.N.; Khanum, S.A. A Review on Zeolite Imidazole Frameworks: Synthesis, Properties, and
Applications. J. Porous Mater. 2022, 29, 663–681. [CrossRef]

60. Krishna Murthy, T.P.; Gowrishankar, B.S.; Chandra Prabha, M.N.; Kruthi, M.; Hari Krishna, R. Studies on Batch Adsorptive Re-
moval of Malachite Green from Synthetic Wastewater Using Acid Treated Coffee Husk: Equilibrium, Kinetics and Thermodynamic
Studies. Microchem. J. 2019, 146, 192–201. [CrossRef]

61. Kataria, N.; Garg, V.K. Removal of Congo Red and Brilliant Green Dyes from Aqueous Solution Using Flower Shaped ZnO
Nanoparticles. J. Environ. Chem. Eng. 2017, 5, 5420–5428. [CrossRef]

62. Ighalo, J.O.; Rangabhashiyam, S.; Adeyanju, C.A.; Ogunniyi, S.; Adeniyi, A.G.; Igwegbe, C.A. Zeolitic Imidazolate Frameworks
(ZIFs) for Aqueous Phase Adsorption—A Review. J. Ind. Eng. Chem. 2022, 105, 34–48. [CrossRef]

63. Abdi, J.; Vossoughi, M.; Mahmoodi, N.M.; Alemzadeh, I. Synthesis of Amine-Modified Zeolitic Imidazolate Framework-8,
Ultrasound-Assisted Dye Removal and Modeling. Ultrason. Sonochem. 2017, 39, 550–564. [CrossRef]

64. Richard, N.; Pivarnik, L.; Ellis, P.C.; Lee, C. Effect of Matrix on Recovery of Biogenic Amines in Fish. J. AOAC Int. 2008, 91,
768–776. [CrossRef] [PubMed]

65. Zhang, X.; Hui, Y.; Jiang, M.; Cai, Y.; Huang, D.; Yang, G.; Kong, C. Determination of 6 Biogenic Amines in Food Using High-
Performance Liquid Chromatography-Tandem Mass Spectrometry without Derivatization. J. Chromatogr. A 2021, 1653, 462415.
[CrossRef] [PubMed]
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