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Abstract: The adsorptive removal of dyes from industrial wastewater using commercially available
adsorbents is not significantly efficient. Metal–organic frameworks (MOFs) offer outstanding proper-
ties which can boost the separation performance over current commercial adsorbents and hence, these
materials represent a milestone in improving treatment methods for dye removal from water. Accord-
ingly, in this paper, the recent studies in the modification of MOF structures in dye removal from the
aquatic environment have been discussed. This study aims to elaborate on the synthetic strategies
applied to improve the adsorption efficiency and to discuss the major adsorption mechanisms as well
as the most influential parameters in the adsorptive removal of dyes using MOFs. More particularly,
the advanced separation performance of MOF-based adsorbents will be comprehensively explained.
The introduction of various functional groups and nanomaterials, such as amine functional groups,
magnetic nanoparticles, and carbon-based materials such as graphene oxide and CNT, onto the MOFs
can alter the removal efficiency of MOF-based adsorbents through enhancing the water stability,
dispersion in water, interactions between the MOF structure and the contaminant, and the adsorption
capacity. Finally, we summarize the challenges experienced by MOF-based materials for dye removal
from water and propose future research outlooks to be considered.
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1. Introduction
1.1. Dye Contaminants in the Aquatic Environment

Water is the most vital substance for life on earth; the health of all living things, in-
cluding humans, plants, and animals depends on its existence. Water pollution and water
scarcity are severe environmental problems worldwide, where one of the most critical
challenges of human society is the conservation and proper use of water resources [1,2].
Industrial activities, daily activities of humans, agriculture, etc., cause water pollution.
Hazardous substances in industrial wastewater endanger human life and aquatic organ-
isms [3,4]. Access to safe and clean water is essential for various activities, and discharging
effluents into the environment leads to a severe challenge to safe water accessibility. Various
pollutants enter the environment and pollute water resources. One of the most toxic pollu-
tants of water resources is dyes. Leather [5], textiles [6], paper and rubber [7], plastic [8],
and food [9] are among the industries in which dyes have a wide range of applications.
Over 1,600,000 tons of dyes are produced worldwide [10–12]. Dyes are usually classified
based on the structural or functional groups plus the ionic charge during dissolution in
aqueous solutions [13]. Organic dyes in wastewater are toxic, carcinogenic, and may cause
health problems such as respiratory problems, cyanosis, skin irritation, and headache [14].
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In addition, the presence of dyes in water reduces dissolved oxygen in water and lowers
sunlight irradiation to plants and organisms in water. Moreover, they cause bad odors due
to the high chemical oxidation demand [15,16]. Accordingly, treatment of dye contaminant
wastewater before discharging into the environment is necessary [17]. Some of the dyes
mentioned in this research are presented in Table 1.

Table 1. Specifications of various dyes.

Dye IUPAC Name Molecular Formula Molecular Mass
(g/mol) Chemical Structure

Methylene blue [7-(dimethylamino) phenothiazin-3-
ylidene]-dimethylazanium;chloride C16H18N3SCl 319.85

Energies 2022, 15, x FOR PEER REVIEW 2 of 34 
 

 

are usually classified based on the structural or functional groups plus the ionic charge 
during dissolution in aqueous solutions [13]. Organic dyes in wastewater are toxic, 
carcinogenic, and may cause health problems such as respiratory problems, cyanosis, skin 
irritation, and headache [14]. In addition, the presence of dyes in water reduces dissolved 
oxygen in water and lowers sunlight irradiation to plants and organisms in water. 
Moreover, they cause bad odors due to the high chemical oxidation demand [15,16]. 
Accordingly, treatment of dye contaminant wastewater before discharging into the 
environment is necessary [17]. Some of the dyes mentioned in this research are presented 
in Table 1. 

Table 1. Specifications of various dyes. 

Dye IUPAC Name 
Molecular 
Formula 

Molecular Mass 
(g/mol) Chemical Structure 

Methylene blue 
[7-(dimethylamino) 

phenothiazin-3-ylidene]-
dimethylazanium;chloride 

C16H18N3SCl 319.85 

 

Methyl orange 
sodium;4-[[4-(dimethylamino) 

phenyl] diazenyl]benzenesulfon C14H14N3NaO3S 327.33 

 

Malachite green 

[4-[[4-(dimethylamino)phenyl]-
phenylmethylidene]cyclohexa-

2,5-dien-1-ylidene]-
dimethylazanium;chloride 

C23H25ClN2 364.91 

 

Methyl red 
2-[[4-

(dimethylamino)phenyl]diazenyl
]benzoic acid 

C15H15N3O2 269.3 

 

Congo red 
1-naphthalenesulfonic acid-3,3′-

(4,4′-biphenylene bis (azo)) bis (4-
amino-) disodium 

C32H22N6Na2O6S2 696.67 

 

Alizarin red S 
3,4-Dihydroxy-9,10-dioxo-9,10-
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acid 
C14H7NaO7S 342.26 

 

Eosin 2-(2,4,5,7-tetrabromo-6-oxido-3-
oxo-3H-xanthen-9-yl)benzoate 

C20H6Br4Na2O5 691.86 

 

Methyl orange sodium;4-[[4-(dimethylamino) phenyl]
diazenyl]benzenesulfon C14H14N3NaO3S 327.33
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Table 1. Cont.

Dye IUPAC Name Molecular Formula Molecular Mass
(g/mol) Chemical Structure

Fuchsin acid

Disodium 2-amino-5-[(Z)-(4-amino-3-
sulfonatophenyl)(4-iminio-3-sulfonato-
2,5-cyclohexadien-1-ylidene)methyl]-3-

methylbenzenesulfonate

C20H17N3Na2O9S3 585.54
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Various methods such as coagulation [18], membrane separation [19], adsorption [20],
oxidation processes [21], solvent extraction [22], electrolysis [23], and biological pro-
cesses [24] are used to purify wastewater and to reduce the dye concentration from the
effluent before discharging into the environment. Among these methods, adsorption
technology has been proposed as a popular, efficient, low-cost, fast, and easy method
for treating dye wastewater [25,26]. A wide range of adsorbents are used for adsorption
processes. In this regard, finding new adsorbents or modifications of existing adsorbents
for achieving higher adsorption capacity and better adsorption conditions has always been
of interest [27,28]. Novel adsorbents under consideration should have high adsorption
capacity, good stability in the aquatic environment, reusability, and low cost [29,30]. In
this regard, MOFs have been introduced as high-performance adsorbents for dye removal
applications [31].

1.2. Metal–Organic Frameworks

MOFs have been proposed as an essential part of porous nanomaterials in various
applications such as adsorption and photocatalytic degradation [32], sensors [33], gas
storage [34], energy conversion plus storage [35], and drug delivery [36] in recent years.
MOFs can be synthesized with different dimensionality as well as different sizes and
shapes, depending on the type of synthesis and raw materials used [37]. Due to its excellent
performances in various applications in different fields, it has been considered an essential
member of new porous materials in recent years. MOFs present excellent performance in
removing various contaminants from the gaseous and aqueous medium [38]. The most
important advantages of MOF over other adsorbents are structural diversity [39], the
possibility of determining the size of the pores, as well as determining the properties and
performance by selecting various metal nodes and organic ligands in the synthesis stage.
Various methods such as solvothermal [40], hydrothermal [41], mechanochemical [42],
sonochemical [43], spray drying [44], sol-gel [45], and flow chemistry [46] have been used
in MOFs synthesis. Another advantage of MOFs over other adsorbents is the low energy
required for the regeneration process [47], large surface area [48], as well as high thermal
and mechanical stability [49].

In recent years, the adsorptive removal of various pollutants from the aquatic envi-
ronment is a widely studied field of application of MOFs [50]. Among these, dyes are one
class of pollutants tested in particular, as other conventional methods and adsorbents are
ineffective in the removal of these pollutants from the aquatic environment. This article
presents a comprehensive review on the properties of bare MOFs and optimized MOFs in
the adsorptive removal of dyes. The following sections discuss MOFs’ characteristics and
performance as adsorbents, and recent advances on removing dyes from aquatic environ-
ments using MIL-type, zirconium-based MOFs, Zeolitic Imidazolate Frameworks (ZIFs),
magnetic MOFs, amine-functionalized MOFs, and GO-MOF and CNT-MOF nanocom-
posites. Moreover, the effectiveness of pH, adsorbent dosage, contact time, initial dye
concentration as the most important parameters on dye removal using MOFs are discussed.

2. Characteristics of MOFs as Adsorbents
2.1. The Structure of MOFs as Adsorbents in the Aquatic Environment

Metal–organic frameworks with a high surface area, ranging from 100 to 10,000 m2/g [51],
are composed of metal ions and organic linkers [52–54]. Various MOFs with different struc-
tural properties can be created using different metal ions and organic ligands [55]. Organic
ligands play an essential role in MOFs structures and in determining structural properties
such as thermal stability, stability in the aqueous environment, and adsorption perfor-
mance. The most widely used organic linkers are displayed in Figure 1. Organic ligands
play an essential role in the higher adsorption capacity by creating symmetric pores. The
lack of strong bonds between metal and ligand leads to poor stability of MOF in water.
Stronger bonds between the linkers and the metal ions results in a more stable MOF in
water. The hydrophobic nature of ingredients is important in the water stability of MOFs.
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The introduction of some functional groups such as alkyl and fluoride groups to the ligand
also leads to a more stable structure in the aquatic environment [56,57]. Metal ions are also
important in the stability of the MOF structure. The use of more than one metal ion in
the structure can lead to MOF stability. This is because of the formation of more strong
bonds compared to monometallic metal clusters. Reduction in the mobility of the metallic
cluster, reduction in the mobility of inorganic secondary building units, and introduction
of intermolecular interactions such as π–π and hydrogen bonding have significant effects
on the hydrothermal stability of MOFs [58].
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MOFs can be applied to pollutant purification, including organic dyes, as one of
the primary sources of water contamination. Some characteristics of MOFs make them
appropriate materials for dye adsorption from wastewater with preferable performance
over other conventional adsorbents [59]. These characteristics include crystalline, porous
structure, large surface area, multifunctional capabilities, structural diversity, flexible
structure, and very active sites for dye adsorption [60,61]. The porosity of the MOF
structure improves the adsorption of pollutants into adsorption sites and facilitates the
saturation of adsorption [62]. MOFs are superior materials for water treatment as their
structural ligands provide a high density of adsorption sites and their ultrahigh porosity
improves the extraction of pollutants from contaminant sources [63].

2.2. Adsorption Performance of MOFs in the Aquatic Environment

The adsorption and removal performance of pollutants by MOFs is almost similar to
other adsorbents. However,

(i) Open and active metal sites in MOFs can act as an additional adsorption site [63].
(ii) Functionalized pores, which are able to perform specific host–guest interactions

including electrostatic interactions [64], H-bonding [65], hydrophobicity [66], acid–
base interactions [67], and π–π interactions. These interactions between MOF and
contaminant molecules can improve the adsorption capacity [68].

(iii) One of the necessary factors for high adsorption capacity and efficient adsorbent
performance is the large surface area of the adsorbent. A large surface area has
greater capacity to host polluting molecules and provides more active sites for
contaminant uptake.
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2.3. The Adsorption Mechanism of Dyes on MOF-Based Adsorbents

The mechanisms of dye adsorption by MOFs are similar to other adsorbents, except
that the presence of ligand functional groups and the presence of metal ions or metal
clusters in the structure of MOFs in some cases cause two or several interactions between
dye and MOF, and performance improvements in the adsorption processes.

The most common interaction is the electrostatic interaction that occurs between two
species with different surface charges. The electrostatic interaction is observable between
a wide range of dyes and MOFs [65–67]. The π–π interaction is usually observed in the
removal of compounds containing aromatic rings. Dyes such as MG, MO, and CR, which
contain multiple aromatic rings, can interact with MOFs that have aromatic rings in their
structure [64,68]. Hydrogen bonding is also observed between dyes and MOFs that can
bond between hydrogen atoms and electronegative atoms. Adding functional groups such
as NH2 to the structure of MOFs can create and improve the hydrogen bonding between
dye and MOF [69,70].

2.4. Recent Advances in Adsorptive Removal of Dyes Using MOFs

MOFs, due to their excellent performances in contaminant removal from the aqueous
phase, have been widely used in different wastewater treatment applications. Applying
MOFs by adsorption [64] and photocatalytic degradation [70–72] has been considered
in recent years for removing various pollutants such as PPCPs [73], heavy metals [74],
pesticides [75], and herbicides [76] from the aquatic environment. Among these, one of
the most essential applications of MOFs is adsorbing dyes from the aquatic environment.
Several chemical and water-stable MOFs, such as MIL-100 [77], MIL-101 [78,79], ZIF-
8 [80], UiO-66 [81], and MOF-235 [82], have been identified and applied in adsorptive
removal of dyes from the aquatic environment [83,84]. These MOFs have excellent thermal
and chemical stability due to the strong bonds between the metal or clusters and the
ligands [85]. In addition, their high porosity leads to a high surface area, which in turn
provides excellent performance in wastewater treatment applications. It can be easily
washed and regenerated by acetone [86] or ethanol [87], etc., and used for successive cycles
without significant performance changes. Table 2 summarizes some recent advances on
dye adsorption using MOFs.

Table 2. Recent studies in adsorption of dyes using bare MOFs.

MOF Dye
Maximum

Adsorption
Capacity (mg/g)

Mechanism Thermodynamic
Condition Ref.

TMU-34 RB-B 34.58 Electrostatic, H-bonding [71]

MIL-101(Cr) Uranine 127 Electrostatic Positive ∆H, ∆S
Negative ∆G [72]

MIL-100(Fe) MB 736.2 Electrostatic - [73]

MIL-100(Cr) MB 645.3 Electrostatic - [73]

MIL-100(Fe) MO 1045 Electrostatic - [73]

MIL-100(Cr) MO 212 Electrostatic - [73]

MIL-68(Al) MB 666.7 Electrostatic, π–π - [74]

MIL-68(Al) MG 153.8 Electrostatic, π–π - [74]

MIL-68(Al) MO 341.3 Electrostatic, π–π Positive ∆H, ∆S
Negative ∆G [75]

MIL-125(Ti) RhB 59.9 - Negative ∆H, ∆G
Positive ∆S [76]

MIL-68(In) CR 1204 π–π - [77]
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Table 2. Cont.

MOF Dye
Maximum

Adsorption
Capacity (mg/g)

Mechanism Thermodynamic
Condition Ref.

MIL-100(Fe) CR 714.3 Electrostatic Positive ∆H, ∆S
Negative ∆G [78]

MIL-100(Fe) AO7 480.8 Electrostatic Positive ∆H, ∆S
Negative ∆G [79]

MIL-53(Fe) MR 183.5 Electrostatic, π–π Negative ∆H, ∆G
Positive ∆S [80]

UiO-66 ARS 400 Electrostatic, H-bonding - [81]

UiO-66 MB 90 - - [82]

UiO-66 RhB 256 - Positive ∆H, ∆S
Negative ∆G [83]

UiO-66 MO 83.7 Electrostatic, π–π Negative ∆H, ∆S, ∆G [84]

UiO-66 MB 69.8 Electrostatic Positive ∆H, ∆S
Negative ∆G [84]

UiO-67 MG 357.3 Electrostatic, π–π Positive ∆H, ∆S
Negative ∆G [85]

UiO-67 CR 1236.9 Electrostatic, π–π Positive ∆H, ∆S
Negative ∆G [85]

UiO-67 MB 48.5 - - [85]

UiO-67 SY 47.2 - - [85]

UiO-67 RhB 41.3 - - [85]

UiO-67 MO 132.6 - - [85]

PCN-222 MB 906 Electrostatic, π–π Negative ∆H, ∆G
Positive ∆S [86]

PCN-222 MO 589 Electrostatic, π–π Negative ∆H, ∆G
Positive ∆S [86]

UiO-66 MB 145 Electrostatic, π–π Negative ∆G [64]

UiO-66 MO 639 Electrostatic, π–π Negative ∆G [64]

UiO-66 CR 827 Electrostatic, π–π Negative ∆G [64]

UiO-66 AC 230.9 Electrostatic, π–π Negative ∆G [64]

ZIF-8 Methyl blue 2500 Electrostatic - [87]

ZIF-67 MG 2430 π–π interactions Positive ∆H, ∆S
Negative ∆G [88]

HKUST-1 MB 200 H-bonding, Electrostatic,
π–π

Negative ∆H, ∆G
Positive ∆S [89]

MOF-235 MO 477 Electrostatic Positive ∆H, ∆S
Negative ∆G [90]

MOF-235 MB 252 Electrostatic Positive ∆H, ∆S
Negative ∆G [90]

MOF-235 LY 250 Hydrophobic, π–π Negative ∆H, ∆G
Positive ∆S [91]

MOF-235 CR 1250 Hydrophobic, π–π Negative ∆H, ∆S, ∆G [91]

MOF-235 Acid Chrome
Blue K 591.8 - Positive ∆H, ∆S

Negative ∆G [92]
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Table 2. Cont.

MOF Dye
Maximum

Adsorption
Capacity (mg/g)

Mechanism Thermodynamic
Condition Ref.

TMU-8 RB5 79.36 Hydrophobic, π–π Negative ∆H, ∆S, ∆G [93]

TMU-7 CR 97 - - [94]

Ni-BDC Alizarin
Yellow GG 621.1 Electrostatic - [95]

Zn-BDC Alizarin
Yellow GG 764.8 Electrostatic, π–π - [95]

Cu-BDC Alizarin
Yellow GG 710 Electrostatic, π–π - [95]

Al-based MOF AO7 559.3 H-bonding, Electrostatic - [96]

Al-based MOF AB1 332.5 H-bonding, Electrostatic - [96]

2.4.1. MIL-Types MOFs

Razavi et al. [71] synthesized TMU-34 for RB-B dye from the aquatic environment.
TMU-34 showed fast adsorption kinetics and removed more than 90% of dye in 2 min.
TMU-34 also showed an excellent adsorption performance over a mixture of dyes including
MB, RB-B, and MO-RB-B due to strong host–guest interactions between RB-B and TMU-34.
Tong et al. [73] utilized MIL-100(Fe) and MIL-100(Cr) to adsorb methylene blue (MB) and
MO from the liquid phase. MIL-100(Fe) had a better adsorption capacity in adsorption of
both dyes compared to MIL-100(Cr). The maximum capacity for MO and MB adsorption
was reported to be 1045 and 736 mg/g, respectively, using MIL-100(Fe), while the maximum
capacity of MIL-100(Cr) for MO and MB adsorption was 211.8 and 645.3 mg/g, respectively.
A larger value of binding energy for MIL-100(Cr) with water indicates that H2O and
MO adsorption are more competitive on MIL-100(Cr). In the aquatic environment, both
adsorbents have a negatively charged surface. The electrostatic attraction between MIL-
structures and MB leads to excellent adsorption and high adsorption capacity. In a mixture
composed of methyl orange and methylene blue, MIL-100(Cr) can remove 100% of MB
and 8% MO, while MIL-100(Fe) can adsorb 100% MB and 85% MO. This study confirmed
that MIL-100(Fe) could be used to simultaneously adsorb methyl orange and methylene
blue, while MIL-100(Cr) is more suitable for selective removal of MB from the dye mixture,
with both MIL-100(Fe) and MIL-100(Cr) being useful depending on the target application.
It can also be inferred from this experiment that the central metal of MOF has had a
great effect on the removal performance from the aquatic environment. Tehrani et al. [74]
synthesized MIL-68(Al) to investigate the removal of MG and MB dyes from the aquatic
environment. The maximum adsorption capacity of 153.8 for MG and 666.7 for MB was
reached. The adsorbents were quickly regenerated with solvents such as methanol and
could be reused up to three cycles with the best performance. Easy regeneration and
performance maintenance are among the most important features for commercial feasibility.
Wu et al. [75] working on MIL-68(Al) reached the maximum capacity of 341.3 mg/g for
MO adsorption. Thermodynamic studies revealed that the processes of MO adsorption
over MIL-68(Al) were endothermic, with positive entropy. The strong electrostatic and
H-bonding between MO and MIL-68(Al) contributed to MO adsorption. Elsewhere, Al
Sharbati et al. [97] synthesized MIL-53(Al) and explored the uptake of cationic MG and
anionic MO from the water. MIL-53(Al) could quickly remove MO and MG up to 95%.
MIL-53(Al) was easily regenerated through washing with ethanol and re-used for up to
four cycles without any reduction in the removal efficiency, as displayed in Figure 2A. π–π
stacking and H-bonding were the main interactions in these experiments. Both dyes showed
an endothermic adsorption onto MIL-53(Al). MIL-125(Ti) was prepared using solvothermal
method by Guo et al. [76] who investigated RhB adsorption from water. The maximum
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capacity of RhB adsorption was 59.9 mg/g at 25 ◦C and pH = 7. The adsorption of RhB
onto MIL-125(Ti) was spontaneous and exothermic. Jin et al. [77] synthesized nano-rods
MIL-68(In) by a solvothermal method within a short time (30 min). MIL-68(In) has a high
BET surface area (1252 m2/g). MIL-68(In) showed a rapid adsorption rate and maximum
capacity of 1204 mg/g in CR dye adsorption. As shown in Figure 2B, the nano-rods in
MIL-68(In) have almost four times more adsorption capacity than micro-rods in MIL-68(In).
The mesopore volume and larger surface area cause more adsorption capacity of nano-rods
compared to micro-rods. Moradi et al. [78] synthesized MIL-100(Fe) with a high BET surface
area of 2800 m2/g to remove CR from wastewater. The presence of carboxylic acid group
as well as open and active metal sites suggest the excellent adsorption performance of
MIL-100(Fe) over CR. An endothermic and spontaneous adsorption of CR on MIL-100(Fe)
was observed. MIL-100(Fe) revealed better adsorption capacity (714.3 mg/g) compared to
other common adsorbents such as chitosan/CNT (450.4 mg/g), cellulose/Fe3O4/activated
carbon (66.1 mg/g), and MMT-CTAB (358 mg/g), suggesting that MIL-100(Fe) can be a
proper choice in removing CR from the aquatic environment. Tsai et al. [79] prepared MIL-
100(Fe) to investigate the adsorption of AO7 dye. A maximum capacity of 480.8 mg/g was
obtained for the AO7 removal at 45 ◦C. The study of thermodynamic parameters revealed
the endothermic and spontaneous adsorption of AO7 on MIL-100(Fe). The electrostatic
interactions between adsorbent and dye molecules constitute the main interaction in
the adsorption.
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To investigate the adsorption behavior of cationic MB and anionic methyl blue dyes
on MIL-types MOF, Jia et al. [98] synthesized MIL-100(Fe) with a high BET surface area
(1525 m2/g), and mesoporous cage. The ∆H value in adsorption of methyl blue was
positive, while the ∆H value of MB adsorption onto MIL-100(Fe) was negative. According
to the zeta potential results, the surface charge of adsorbent was negative within the pH
range of 1–10 and MIL-100(Fe), where a negatively charged surface may show better
adsorption performance over positively charged surface pollutants. That may explain why
MIL-100(Fe) showed better adsorption efficiency over cationic MB (about 100%) compared
to anionic methyl blue (52.1%). Yilmaz et al. [80] prepared MIL-53(Fe) for examining the
adsorption of MR dye from the aqueous phase. Based on the kinetic study, MR adsorption
onto MIL-53(Fe) obeyed the pseudo-second-order kinetic model. As reported in Table 3,
MIL-53(Fe), with a minimal BET surface area, has had a better performance for MR capture
from the aquatic environment than modified zeolite and activated carbon [99,100].
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Table 3. Performance of various adsorbents over MR adsorption from the aquatic environment;
reprinted with permission from Ref. [80]. Copyright 2016 Elsevier.

Adsorbent BET Surface Area (m2/g) qmax (mg/g)

MIL-53 (Fe) 23 183.5
Commercial activated charcoal - 30

Modified zeolite - 7
Activated carbon - 40.5

2.4.2. Zirconium-Based MOFs

Zirconium-based MOFs cover a wide range of MOFs including UiO-series such as
UiO-66 [101], UiO-67 [102], and UiO-68 [103], as well as PCN-series such as PCN-222 [104],
PCN-521 [105], MOF-808 [106], MOF-812 [107], NU-1000 [108], and NU-1100 [109]. Zr-
based MOFs have efficient performance in the removal of various contaminants from
the aquatic environment, especially dyed contaminants. They are widely used in water
treatment applications [110].

Embaby et al. [81] synthesized UiO-66 via microwave-assisted method. All experi-
ments were carried out at 25 ◦C, shaking at 200 rpm for 2 h. According to Table 4, UiO-66
showed a better adsorption performance over anionic dyes, while the removal of cationic
dyes was very low and negligible. Anion exchange of the Zr6O4(OH)4 nodes of UiO-66 with
anionic adsorbates as an adsorption mechanism would lead to better removal efficiency of
anionic dyes over UiO-66. On the other hand, hydrogen bonding between SO3

- and –OH
on the UiO-66 nodes would result in the anionic dyes being attracted to the MOF and better
adsorbed onto the MOF surface.

Table 4. Performance of UiO-66 in the removal of cationic vs. anionic dyes; reprinted with permission
from Ref. [81]. Copyright 2018 Elsevier.

Cationic Dyes Removal (%) Anionic Dyes Removal (%)

Neutral red (NR) 3.4 Alizarin red S (ARS) 81
Methylene blue 4.43 Eosin (E) 80

Fuchsin basic (FB) 0.98 Fuchsin acid (FA) 40
Safranine T (ST) 3.41 Methyl orange (MO) 31

As displayed in Figure 3A, the positively charged surface of UiO-66 has stronger
electrostatic interactions with anionic dyes. Mohammadi et al. [82] synthesized UiO-66
with crystalline sizes of 153–213 nm, and a surface area of 765 m2/g to investigate MB
adsorption from water. The maximum adsorption (90 mg/g) was reached at pH = 9. The
zeta potential was 6, where the negatively charged surface of UiO-66 at the pH ranges above
6 was more favorable for adsorption for cationic MB dye. To investigate the removal of RhB
dye from the aquatic environment, He et al. [83] synthesized UiO-66 with a BET surface
area of 486.4 m2/g, and an average pore diameter of 4.85 nm. The maximum capacity of
135–256 mg/g was obtained at 0–50 ◦C for the RhB adsorption. The adsorption of RhB on
UiO-66 was endothermic, and higher temperatures were more favorable for the possesses.
In addition to relatively good adsorption capacity, the regenerated UiO-66 revealed an
excellent performance in experiments up to seven cycles as shown in Figure 3B. Molavi
et al. [84] reported the synthesis of UiO-66 and employed it in the adsorption of MB plus MO
from wastewater. Electrostatic interactions between anionic MO and UiO-66 in neutral and
acidic environments would lead to higher capacity of MO adsorption (83.7 mg/g) than MB
adsorption (69.8 mg/g). In this study, the long-term water stability of synthesized UiO-66
was confirmed for one year. Examination of the XRD pattern of the UiO-66 after 12 months
of presence in water did not show much change in diffraction patterns, suggesting that the
synthesized UiO-66 structure was maintained in the aqueous environment even after a very
long time. UiO-66 placed in the aquatic environment for 1 year was able to adsorb MO with
70% of the initial capacity. This reduction in MO uptake was related to the reduction in the
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surface area from 1276 to 972 m2/g during 12 months. Figure 3C presents the performance
of UiO-66 placed in water after 3, 9, and 12 months in MO and MB adsorption. Another Zr-
based MOF, UiO-67, was synthesized by Yang et al. [85] and applied in adsorption of MG
and CR from the aquatic environment. The maximum capacity of 357.3 and 1236.9 mg/g
was reported for the MG and CR adsorption, respectively. Great affinity of SO3

- group of
CR and Zr-OH groups of UiO-67 would result in the high adsorption capacity of CR. The
π–π interactions between aromatic compounds of both dyes and UiO-67 and electrostatic
interactions were other major interactions in the adsorption of MG and CR over UiO-67.
In addition to CR, the adsorption of MB, SY, RhB, and MO was also examined in this
study. The maximum capacity of MB, SY, RhB, and MO adsorption was 48.5, 47.2, 41.3, and
132.6 mg/g, respectively, under the same conditions.
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- group interacting with Zr6O4(OH)4 nodes of UiO-66; reprinted with

permission from Ref. [81]. Copyright 2018 Elsevier. (B) Regenerated performance of UiO-66 in RhB
adsorption up to seven cycles; reprinted with permission from Ref. [83]. Copyright 2014 Elsevier.
Fresh and stored in the aquatic environment after 3, 9, and 12 months (C) performance of UiO-66 in
MO and MB adsorption; reprinted with permission from Ref. [84]. Copyright 2018 Elsevier. (D) The
primary mechanism of MG adsorption from water by ZIF-67; reprinted with permission from Ref. [88].
Copyright 2015 Elsevier.

Li et al. [86] synthesized PCN-222 with a BET surface area of 2336 m2/g under
solvothermal condition and utilized it in the removal of MB and MO from the aquatic
environment. PCN-222 indicated an excellent adsorption performance toward dyes, with a
maximum capacity of 906 and 589 mg/g for the MB and MO adsorption, respectively. This
Zr-based MOF also showed excellent performance in adsorption from a mixture containing
MO and MB, with the ability to adsorb 1239 and 1022 mg/g, respectively. The adsorption
processes were exothermic and spontaneous. In addition to the excellent adsorption capac-
ity, PCN-222 could also be regenerated and reused up to several successive cycles, where
the removal efficiency diminished to 92.7% for MO and to 95.2% for MB after eight cycles.
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2.4.3. Zeolitic Imidazolate Frameworks (ZIFs)

Zeolitic Imidazolate Frameworks (ZIFs) are composed of imidazolate linkers and metal
ions with a structure similar to aluminosilicate zeolites [111]. ZIFs enjoy both the structural
properties of zeolites and MOFs, conferring them a high surface area, high crystallinity,
and unimodal micropores [112,113].

ZIF-8 [87] and ZIF-67 [88] are the most important structures used in the adsorption
of dyed pollutants from the aquatic environment. Feng et al. [87] synthesized ZIF-8
and utilized it in removing methyl blue from the water. ZIF-8 revealed an excellent
adsorption capacity of 2500 mg/g. The sorption saturation occurred within less than
45 min and the adsorption rate was very fast. The strong ionic bonding between negatively
charged SO3

- groups in methyl blue and positively charged Zn2+ in ZIF-8 contributed
to improving the adsorption performance. In this study, the removal of MB, MO, and
RhB was also investigated by ZIF-8, where the adsorption capacity of 18, 20, and 40 mg/g
was reported for MO, MB, and RhB, respectively. The higher adsorption capacity of
methyl blue compared to the other three dyes indicates the higher selectivity of adsorption
methyl blue onto ZIF-8. Lin et al. [88] synthesized a high-stable ZIF-67 for the MG dye
adsorption from the aquatic environment. ZIF-67 presented an excellent maximum capacity
of 2500 mg/g at 20 ◦C and 2941 mg/g at 40 ◦C, which were higher than the values of other
common adsorbents. Table 5 compares the adsorption capacity of MG over ZIF-67 and
other adsorbents. ZIF-67 also exhibited a high regeneration efficiency and maintained the
removal efficiency of more than 95% up to four cycles. Investigation of thermodynamic
parameters revealed an endothermic and spontaneous adsorption. As depicted in Figure 3D,
π–π stacking between aromatic compounds of MG and imidazole rings on ZIF-67 was the
primary interaction for the MG adsorption in this study.

Table 5. Performance of various adsorbents in MG adsorption from the aquatic environment com-
pared to ZIF-67; reprinted with permission from Ref. [88]. Copyright 2015 Elsevier.

Adsorbent T (◦C) Adsorption Capacity (mg/g)

Cyclodextrin-based material 25 92
Coconut shell-based AC 1 60 214

Bamboo-based AC 30 263
Commercial AC 30 222

Oxalic-acid-modified sawdust 60 280
Chitosan beads 30 93

ZIF-67 20 2500
ZIF-67 40 2941
ZIF-67 60 3226

1 AC means Activated Carbon.

Santoso et al. [114] synthesized ZIF-8 with acetic acid, ZIF-8(AA), for adsorption of
MB from the aquatic environment. In this study, the structural characteristics and the
performance in MB uptake of ZIF-8(AA) were compared against ZIF-8 synthesized with
DMF solvent, ZIF-8(DMF). ZIF-8(DMF) had a higher BET surface area (1013 to 538 m2/g)
and higher crystallinity (100% to 32.75%) compared to ZIF-8(AA). The particle size of
ZIF-8(AA) was 62.5 nm, while the particle size of ZIF-8(DMF) was 2500 nm. The adsorption
experiments revealed a better performance of ZIF-8(AA) with almost 50% the surface
area compared to ZIF-8(DMF). The better adsorption performance of ZIF-8(AA) than ZIF-
8(DMF), despite the smaller surface area, was due to the higher mesoporosity of ZIF-8(AA).
In addition, the presence of oxygen atoms in the acetate on the ZIF-8(AA) and its affinity
toward MB would support a better performance in adsorption.
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2.4.4. Other Types of MOFs

Lin et al. [89] synthesized Cu-based MOF, HKUST-1, also known as Cu-BTC, for
removing MB from the aquatic phase. The maximum capacity obtained for MB adsorption
was 200 mg/g, at pH = 7. Thermodynamic parameters indicated an exothermic and
spontaneous adsorption of MB on HKUST-1. H-bonding and π–π stacking between the
aromatic compounds of MB and HKUST-1 were the primary adsorption interactions in
this experiment.

MOF-235 as a Fe-based MOF has presented an adequate performance in absorbing
anionic and cationic dyes [115,116]. MOF-235 synthesized by Haque et al. [90] showed
an adsorption capacity of 252 mg/g for MB and 477 mg/g for MO. In this experiment,
MOF-235 failed to adsorb nitrogen from the aqueous phase, while presenting an excellent
performance in adsorptive removal of dyes. It can be concluded that MOF-type adsorbents
can offer good performance in removing dyes from the aquatic environment even if they
cannot adsorb gases from the aqueous phase.

Dou et al. [91] synthesized MOF-235 to adsorb lemon yellow (LY) and CR dyes from
water. The strong π–π and hydrophobic interactions between MOF-235 and CR and LY
would result in an excellent adsorption performance of MOF-235 with a maximum capacity
of 250 and 1250 mg/g for LY and CR adsorption, respectively. The adsorbent utilized in this
experiment was quickly recovered and regenerated with ethanol and sodium hydroxide
solution and applied for up to six cycles without significant change in the performance.
Indeed, the adsorption capacity of CR and LY obtained was 1027 and 213 mg/g, respectively,
after six cycles. Ge et al. [92] synthesized MOF-235 via a microwave-assisted thermolysis
method to the adsorption of Acid Chrome Blue K from the water. The maximum capacity
obtained for the Acid Chrome Blue K adsorption was 591.8 mg/g at 20 ◦C. Due to MOF-235
high adsorption capacity and fast performance in Acid Chrome Blue K uptake from the
aquatic environment, the application of MOF-235 was confirmed in this study as an efficient
adsorbent in dyed-contaminants wastewater.

Hazrati et al. [93] synthesized TMU-8 with the solvothermal method and applied it to
remove reactive black 5 (RB5) dye from the aquatic environment. The maximum capacity
obtained was 79.36 mg/g for the RB5 adsorption. Formation of the π–π interactions
between dye and TMU-8 ligand, along with the hydrophobic interaction were the main
interactions in RB5 adsorption by TMU-8. To investigate the CR dye adsorption and to
compare the dye removal performance of two adsorbents synthesized by the sonochemical
and the mechanochemical method, Masoomi et al. [94] synthesized TMU-7. As shown in
Figure 4A, the adsorbents obtained from sonochemical method revealed a faster adsorption
performance in CR uptake. The maximum capacity of sonochemically synthesized TMU-7
obtained was 97 mg/g for the CR adsorption. To explore the effect of central metals on the
adsorptive removal of Alizarin Yellow GG from the aquatic environment, Liu et al. [95]
synthesized three two-dimensional MOFs, including Ni-BDC, Cu-BDC, and Zn-BDC. The
BET surface area obtained was 4.60, 14.41, and 15.07 m2/g for Ni-BDC, Cu-BDC, and
Zn-BDC, respectively. Different morphologies such as peony-like, rectangle sheet, and
irregular sheet were obtained using different central metal ions in Ni-BDC, Cu-BTC, and
Zn-BDC, respectively. The maximum capacity of Alizarin Yellow GG adsorption over MOFs
obtained was 621.1, 710, and 764.8 mg/g for Ni-BDC, Cu-BDC, and Zn-BDC, respectively.
The performance of these three MOFs at different temperatures is shown in Figure 4B.
Adsorption capacities indicated more affinity between anionic Alizarin Yellow GG dye and
Zn-BDC as well as Cu-BDC compared to Ni-BDC, well suggesting the role of the central
metal ion of MOF in adsorption performance. π–π stacking and H-bonding were the main
interactions in the Alizarin Yellow GG adsorption by these MOFs. As outlined in Table 6,
all three synthesized MOFs far outperformed other adsorbents in adsorption of Alizarin
Yellow GG dye.
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Adsorbent Adsorption Capacity (mg/g)

Cu-BDC 710
Ni-BDC 621.1
Zn-BDC 764.8

Ar@MCM 400
Modified polymer 15.9

Fe3O4@MCM@Cu-Fe-LDH 121.9
nZVI/PANI/APT 72
DNPH-γ-Alumina 47.8

γ-Alumina 37.7

3. Optimized MOF

Efforts are made to improve the structural properties of adsorbents through modifica-
tion or development of composites for more efficient performance in wastewater treatment
applications. Structural modification of adsorbents leads to more favorable conditions such
as higher stability in the aquatic or acid–basic environments [117], easy recovery [118], and
better adsorption capacity [119]. Despite the unique properties of MOFs, some weaknesses
of their structure, such as restricted absorption capacity and low stability in aquatic envi-
ronments, limit their use in water treatments. Several optimization methods have been
considered to address these restrictions and improve the properties. Adding modified
groups to the organic ligands [120], adjusting pore size and pore structure of MOFs with dif-
ferent ligands, changing the synthesis method [121], or combining MOF with nanoparticles
to fabricate an MOF-based nanomaterial have been proposed for improving the adsorp-
tion performance of MOFs [122]. In this study, the primary purpose is on MOF-based
composites with improved structural properties compared to bared-MOFs.

3.1. Magnetic MOFs

MOF-based magnetic composites composed of a magnetic nanoparticle and a metal–
organic framework have recently received attention for catalysis [123], drug delivery [124],
and water purification [125]. The introduction of magnetic nanoparticles into the MOFs
structure leads to rapid and easy recovery by applying an external magnetic field in various
applications [126]. Different methods are used to integrate magnetic nanoparticles into
the MOFs, such as layer-by-layer growth of MOFs on magnetic nanoparticles [127–129],
encapsulation of magnetic particles into MOFs [130,131], and sedimentation of magnetic
nanoparticles on the MOFs’ structure by a solvothermal method [127,132,133]. High
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specific surface area and low toxicity of Fe3O4 nanoparticles result in widespread use
of these particles for magnetized MOFs. Porous MOFs can be used to encapsulate magnetic
nanoparticles. The incorporation of magnetic nanoparticles onto MOFs reduces the pore
volume of the composite and BET surface area, while sparing the pore size distribution of
the MOFs matrix [134]. Several MOFs such as MIL-100 [135], ZIF-8 [136], UiO-66 [137], and
MIL-101 [138] are utilized to encapsulate magnetic nanoparticles. Recent advances in dye
removal by magnetic MOF are reported in Table 7.

Table 7. Recent advances in dye removal using magnetic MOF.

MOF Dye
Maximum

Adsorption
Capacity (mg/g)

Mechanism Thermodynamic
Condition Ref.

Fe3O4/MIL-100(Fe) RhB 28.36 Electrostatic, π–π Positive ∆H and ∆S [139]

ZIF-8@SiO2@MnFe2O4 MG 1010.2 Electrostatic, π–π - [140]

ZIF-8@SiO2@MnFe2O4 MO 78.1 Electrostatic - [140]

Fe3O4/MIL-101(Cr) AR1 142.9 Electrostatic Negative ∆H, ∆S, ∆G [141]

Fe3O4/MIL-101(Cr) Orange G 200 Electrostatic Negative ∆H, ∆S, ∆G [141]

Cu-MOF/Fe3O4 MG 113.7 - Positive ∆H, ∆S
Negative ∆G [142]

Fe3O4/HKUST-1 MB 2.96 Electrostatic Positive ∆H, ∆S
Negative ∆G [143]

Fe3O4/MIL-101(Cr) FS 78 Electrostatic - [144]

Fe3O4/MIL-101(Cr) XO 98 Electrostatic - [144]

Fe3O4/MIL-101(Cr) MO 79 Electrostatic, - [144]

Fe3O4/HKUST-1 MB 245 π–π, Hydrophobic - [145]

Fe3O4-ZTB-1 CR 458 Electrostatic,
H-bonding - [146]

Magnetic MOFs in Dye Removal

Liu et al. [139] synthesized magnetic MIL-100(Fe) for the removal of RhB dye from the
aquatic environment. The adsorbent showed an excellent performance and can be reused
for up to five cycles without any significant change in performance.

Abdi et al. [140] synthesized ZIF-8@SiO2@MnFe2O4 as a magnetic MOFs with a maxi-
mum uptake capacity of 1010.2 and 78.12 mg/g for MG and MO, respectively. MnFe2O4
nanoparticle was synthesized through coprecipitation method in this study. In this method,
the metal was precipitated in the form of hydroxide with the help of a base solution in
a solvent. The SiO2 particles were prepared by Stöber method. π–π interaction between
imidazole rings in the MOF structure with the aromatic rings of MG dye molecules would
cause more efficient adsorption of MG from the aquatic environment. Wang et al. [141]
reported the synthesis of Fe3O4/MIL-101(Cr) based on a reduction-precipitation technique.
The maximum capacity obtained was 142.9 mg/g for AR1 and 200 mg/g for the orange G
adsorption. This magnetic MOF can easily be separated with an external magnetic field
such as magnet, and regenerated and reused up to six times. As displayed in Figure 5A,B,
despite the lower surface area of Fe3O4/MIL-101(Cr) than MIL-101(Cr), and the reduc-
tion in the surface area from 3312 m2/g to 1482 m2/g by magnetizing MIL-101(Cr), the
magnetic composite even outperformed MIL-101(Cr) in some cases. Magnetic Fe3O4/MIL-
101(Cr), in addition to presenting almost the identical dye removal performance, has also
the advantage of separability from the adsorption environment by a magnetic field. Shi
et al. [142] synthesized Cu-MOF/Fe3O4, to remove MG dye from the aquatic environment.
The maximum adsorption capacity was found to be 113.7 mg/g. Matched molecular size of
the MG dye and MOF pore sizes of Cu-MOF/Fe3O4 was the main reason for the excellent
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performance of the magnetic composite in MG removal from the aquatic environment,
where dye molecules would easily enter the MOF cavities and be adsorbed. The adsorption
of MG on magnetic composite was endothermic, and spontaneous. Xu et al. [143] synthe-
sized a Cu-based MOF, HKUST-1, and Fe3O4/HKUST-1 magnetic composite. In this study,
the magnetic Fe3O4 particles were prepared via one-pot hydrothermal technique where the
synthesized Fe3O4-embedded-MOF was used to remove MB dye from the aquatic envi-
ronment. The removal efficiency was about 70%, with a maximum capacity of 2.96 mg/g
for the MB adsorption. Magnetizing HKUST-1 reduced its BET surface area from 1316 to
939, which was due to the presence of Fe3O4 particles within HKUST-1 structure and space
occupation. Jiang et al. [144] synthesized Fe3O4/MIL-101(Cr) with a high BET surface area
of 3300 m2/g and applied it to remove XO, FS, and MO from the aquatic environment. As
illustrated in Figure 5C, the electrostatic interactions between adsorbent and anionic dyes
would lead to a better adsorption performance. Fe3O4/MIL-101(Cr) with the possibility of
easy recovery from the adsorption environment and excellent performance up to five cycles
after regeneration proved to a suitable option in wastewater treatment. Zhao et al. [145]
synthesized magnetic Cu-BTC, also known as HKUST-1, through incorporating Fe3O4 parti-
cles onto HKUST-1 for removing MB dye from the aquatic environment. Hydrophobic and
π–π interactions between MB dye and magnetic composite were the main adsorption mech-
anism in this study. The adsorption of MB over Fe3O4/HKUST-1 was endothermic and
spontaneous. Han et al. [146] synthesized highly water-stable magnetic ZTB-1 to remove
CR from water. The strong electrostatic interactions and H-bonding between –NH2 groups
of CR dye and C=O bond of Fe3O4-ZTB-1 led to an excellent adsorption performance and
high adsorption capacity in CR uptake.
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3.2. Amine-Functionalized MOFs

Introducing amine functional groups to the metal–organic frameworks referred to as
amine-functionalized MOFs has attracted attention to optimize the adsorption performance
of MOFs in aquatic environments. Amine-functionalized metal–organic frameworks are
used to adsorb various anionic and cationic dyes. The emergence of new interactions
such as hydrogen bonding and steric hindrance as well as regulation of surface charge
distribution improve the adsorption process. These composites are prepared via three main
methods, including physical mixing amines and MOFs [147], in situ synthesis [148,149], and
post-modification with polyamines. Adding amine compounds such as –NH2 to the MOF
structure or using amine-ligands in the synthesis are the basis for the amine-functionalized
MOF preparation. Some of the most widely used organic amine-linkers are listed in Table 8.

Table 8. The reported amine-linkers and their structure information.

Ligands Molecular Mass
(g/mol) Molecular Formula Chemical Structure Ref.

2-Aminoterephthalic acid 181.5 C8H7NO4
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Table 9. Recent advances in dye removal using amine-functionalized MOF.

MOF Dye Maximum Adsorption
Capacity (mg/g) Mechanism Thermodynamic Condition Ref.

NH2-MIL-101(Al) MG 274.4
Electrostatic,

π–π, Hydrophobic,
H-bonding

Positive ∆H, ∆S Negative ∆G [155]

NH2-MIL-101(Al) IC 135
Electrostatic,

π–π, Hydrophobic,
H-bonding

Positive ∆H, ∆S
Negative ∆G [155]

NH2-MIL-101(Cr) MO 461.7 Electrostatic, π–π - [156]

NH2-MIL-101(Cr) Acid chrome blue K 259.8 Electrostatic, π–π - [156]

NH2-MIL-101(Cr) CR 2967.1 Electrostatic, π–π,
H-bonding - [156]

NH2-MIL-125(Ti) MB 405.6 Electrostatic Positive ∆H, ∆S
Negative ∆G [157]

Fe3O4/MIL-
101(Al0.9Fe0.1)/NH2

MO 355.8 Electrostatic Negative ∆H, ∆S, ∆G [158]

NH2-MIL-101(Al) MB 762 Electrostatic Positive ∆H, ∆S Negative ∆G < 0 [120]

NH2-MIL-101(Al) MO 188 - Positive ∆H, ∆S Negative ∆G [120]

NH2-MIL-101(Al) MG 274.4 Electrostatic, π–π,
H-bonding Positive ∆H, ∆S Negative ∆G [155]

NH2-MIL-101(Al) IC 135 Electrostatic, π–π,
H-bonding Positive ∆H, ∆S Negative ∆G [155]

Fe3O4@NH2-MIL-
101(Cr) MB 370.3 Electrostatic, π–π Positive ∆H, ∆S Negative ∆G [159]

NH2-MIL-125(Ti) MB 862 Electrostatic, π–π,
H-bonding Positive ∆H, ∆S Negative ∆G [115]

NH2-MIL-125(Ti) BB41 1257 Electrostatic, π–π,
H-bonding Positive ∆H, ∆S Negative ∆G [115]

NH2-MIL-125(Ti) BR46 1296 Electrostatic, π–π,
H-bonding Positive ∆H, ∆S Negative ∆G [115]

NH2-UiO-66 Safranin 390 Electrostatic - [160]

Amine-Functionalized MOFs in Dye Removal

Magnetic NH2-MIL-101(Al) was synthesized by Liu et al. [155] to explore adsorption
of IC and MG dyes. The maximum capacity for MG and IC adsorption was 274.4 and
135 mg/g, respectively. The greater adsorption capacity of NH2-MIL-101(Al) compared to
MIL-101(Al) was associated to the electrostatic and π–π interaction between amine groups
and dye molecules. Moreover, H-bonding between the -NH2 in adsorbent structure and
dye molecules would enhance the adsorption capacity. The MG and IC adsorption onto
this composite was endothermic and spontaneous at 298, 308, and 318 K. For adsorption of
MO, acid chrome blue k, and CR from the water, NH2- MIL-101(Cr) were synthesized by
Zhang et al. [156]. This amine functionalized MOF revealed an excellent performance with
a capacity of 461.7, 259.8, and 2967.1 mg/g for MO, acid chrome blue k, and CR adsorption,
respectively. Moreover, the maximum adsorption capacity of unfunctionalized MIL-101(Cr)
toward MO, acid chrome blue k, and CR obtained was 228, 217, and 1367 mg/g, respectively.
As shown in Figure 6A, high adsorption of CR is attributed to the presence of many aromatic
rings in the CR structure, which leads to π–π interaction and H-bonding with NH2-MIL-101.
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In another study, Bibi et al. [157] synthesized NH2-MIL-125 via hydrothermal method
to investigate adsorption of MB dye from the aqueous media. The results indicated that the
NH2-MIL-125 had a higher surface area (1028 m2/g) compared with MIL-125 (470 m2/g).
Moreover, NH2-functionalization enhanced the adsorption performance of MIL-125 and
resulted in higher adsorption capacity from 321.39 to 405.61 mg/g for MB dye. The
strong electrostatic interaction between NH2-MIL-125 and the amino groups of dye has
significantly boosted the adsorption performance of the composite. An endothermic and
spontaneous adsorption of MB onto NH2-MIL-125(Ti) was reported in this study. NH2-MIL-
125(Ti) also presented excellent reusability and efficiently adsorbed MB up to four cycles.

Bao et al. [158] synthesized Fe3O4/MIL-101(Al0.9Fe0.1)/NH2, and reported a maxi-
mum capacity of 355.8 mg/g for MO adsorption. The use of two central metal ions in
the MOF structure increases the water-stability of MOF and improves the adsorption
performance of the composite due to the strong interactions between the central metal
ions, linkers, and MO dye. To investigate the removal of MB and MO from the aquatic
environment, Haque et al. [120] synthesized NH2-MIL-101(Al) with an adsorption capacity
of 762 and 188 mg/g for MB and MO at 303 K, respectively. The amino-functionalized
MIL-101 outperformed non-amino-functionalized MIL-101 regarding adsorption, such that
in the case of MB, the adsorption capacity of MIL-101(Al) obtained was only 195 mg/g. The
strong electrostatic attractions between NH2-MIL-101 and dye molecules would lead to
better adsorption performance of amino-functionalized MIL-101 compared to non-amino-
functionalized MIL-101. The adsorption of both dyes onto NH2-MIL-101 was endothermic
and spontaneous. Haochi et al. [155] synthesized Fe3O4@NH2-MIL-101(Al) to remove
of MG and IC. The maximum adsorption capacity obtained was 135 and 274.4 mg/g for
IC and MG, respectively. In addition to the excellent adsorption performance in both IC
and MG uptake from water, the easy separation from the aqueous solution, as well as
good regeneration and reusability for up to five cycles were other characteristics of the
synthesized magnetic NH2-MIL-101(Al) in this study.
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Elsewhere, Karimi et al. [159] synthesized magnetic NH2-MIL-101(Cr) to explore the
removal of MB from the aquatic environment. The maximum adsorption capacity obtained
was 370.3 mg/g. The adsorption of MB on the composite was endothermic, with an
increase in irregularities. Oveisi et al. [115] synthesized MIL-125(Ti) and NH2-MIL-125(Ti)
to examine the adsorption of BR46, BB41, and MB and from the aquatic environment. The
SEM images of MIL-125(Ti) and NH2-MIL-125(Ti) are presented in Figure 6B,C. Amine-
functionalized MIL-125 has a BET surface area of 1350 m2/g, higher than non-functionalized
MIL-125(Ti) (499 m2/g). As reported in Table 10, the higher removal efficiency of amine-
functionalized MIL-125(Ti) is related to the π–π interactions between NH2-MIL-125 and dye
molecules. In addition, the hydrogen bonding between the N atom in the functional group
of MIL-125 and dye molecules as another vital interaction results in better performance
of NH2-MIL-125(Ti) in dye adsorption. The adsorption of three cationic dyes onto NH2-
MIL-125(Ti) was endothermic and spontaneous. The maximum capacities of 862, 1257, and
1296 mg/g were obtained in this study for MB, BB41, and BR46 adsorption, respectively.
Tambat et al. [160] synthesized NH2-UiO-66 for investigating safranin dye removal from
the aquatic environment. Strong electrostatic interactions between the dye and amine-
functionalized MOF resulted in an adsorption capacity of 390 mg/g. Amine-functionalized
UiO-66 presented good regeneration efficiency, and after three cycles, the adsorbent had
still good performance in safranin uptake from the water.

Table 10. Dye removal efficiency of MIL-125(Ti) and NH2-MIL-125(Ti). reprinted with permission
from Ref. [115].

Adsorbent MB Removal (%) BB41 Removal (%) BR46 Removal (%)

MIL-125(Ti) 39 41 45
NH2-MIL-125(Ti) 97 93 99

3.3. GO- and CNT-MOF Nanocomposites

The utilization of carbon-based materials in wastewater treatment has a long history
and has always been of interest. Graphene oxide (GO) is a 2-D carbon nanostructure
with many oxygen functional groups such as hydroxyl, epoxy, and carboxyl. GO can be
easily dispersed in polar solvents such as water [161] and can be utilized as an adsorbent
in aqueous solutions. Oxygen functional groups in graphene oxide and metal nodes
of MOFs form MOF/GO nanostructure, with an enhanced adsorption capacity and an
improved performance for dye removal [162–166]. The structural analysis showed that in
an MOF/GO nanostructure, GO thin layer and MOF particles can act as a divider and a
filler. In this regard, carbon nanotubes (CNT) are carbon cylinders with a wall diameter
of nanometers. These pipes are single-walled or multi-walled and have closed or open
ends [167,168].

GO- and CNT-MOF Nanocomposites in Dye Removal

Since CNT [169] and GO [170] have been considered efficient adsorbents in wastewater
treatment applications, MOF can be attached to CNT and GO and offer the characteristics
of both carbon material and MOF with superior performance as an adsorbent. Recent
advances in dye removal by MOF nanocomposites based on CNT and GO are presented
in Table 11.
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Table 11. Recent advances in dye removal using MOF nanocomposites based on CNT and GO.

MOF Dye Maximum Adsorption
Capacity (mg/g) Mechanism Thermodynamic Condition Ref.

GO/Cu-MOF MB 173 π–π, Electrostatic,
H-bonding

-
- [171]

ZIF-8 MG 1667 π–π, Electrostatic Positive ∆H, ∆S
Negative ∆G [172]

GO/ZIF-8 MG 3300 π–π, Electrostatic Positive ∆H, ∆S
Negative ∆G [172]

CNT/ZIF-8 MG 2034 π–π, Electrostatic Positive ∆H, ∆S
Negative ∆G [172]

GO/Ni-MOF CR 2489 Electrostatic Positive ∆H, ∆S
Negative ∆G [173]

GO@MOF-5 RhB 151.62 π–π, Electrostatic,
H-bonding [174]

GO/MIL-68(Al) MO 400 π–π, Electrostatic,
H-bonding - [175]

MIL-100(Fe) MO 667 - - [176]

MIL-100(Fe) MB 1019 - - [176]

GO/MIL-100(Fe) MO 1189 - - [176]

GO/MIL-100(Fe) MB 1231 - - [176]

UiO-66 AO7 42.6 - - [177]

CNT/UiO-66 AO7 80.6 π–π, Electrostatic - [177]

GO/UiO-66 AO7 66.2 π–π, Electrostatic - [177]

UiO-66 AY17 22.3 - - [177]

CNT/UiO-66 AY17 86.4 π–π, Electrostatic - [177]

GO/UiO-66 AY17 63.2 π–π, Electrostatic - [177]

Kumar et al. [174] synthesized a cost-effective MOF-5/GO nanocomposite for RhB dye
removal from the aquatic environment with a fast adsorption kinetic and an adsorption
capacity of 151.62 mg/g at a 500 ppm concentration of dye solution.

Dadashi et al. [171] synthesized GO-copper-based MOF as an adsorbent for MB uptake
from the aquatic environment with a high adsorption capacity of 173 mg/g compared
to 106 mg/g for Cu-MOF at 25 ◦C. The π–π stacking would lead to the formation of a
layered structure outperforming bared MOF. Moreover, the extra π–π interaction between
GO and MB dye would enhance the adsorption capacity of the composite. Abdi et al. [172]
synthesized ZIF, GO/ZIF, and CNT/ZIF to investigate the adsorptive separation of cationic
MG dye from the aquatic environment. The maximum adsorption capacity of ZIF, GO/ZIF,
and CNT/ZIF obtained was 1667, 3300, and 2667 mg/g at 293 K, respectively. The thermal
stability of GO was low and its thermal decomposition occurred up to 200 ◦C. ZIF-8
presented excellent thermal stability up to 400 ◦C. The presence of ZIF-8 in the composite
structure would improve the thermal stability of GO/ZIF-8 composites. In general, with
elevation of the ZIF-8 content in composites, their thermal stability grew. As shown in
Figure 7, the ZIF-8 ratio in composites directly affected the performance of the composites,
where a higher adsorption capacity was obtained for composite with 70–90 wt.% ZIF-8
content. In this study, ZIF-8- and ZIF-8-based CNT and GO composites were introduced as
excellent adsorbents with a highly efficient performance in dye removal from the aquatic
environment. These superior materials outperformed other adsorbents in MG uptake, as
reported in Table 12.
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Table 12. Comparison of different adsorbents in MG removal from the aquatic environment; reprinted
with permission from Ref. [172]. Copyright 2017 Elsevier.

Adsorbent Removal (%) Maximum Adsorption Capacity (mg/g)

Activated carbon - 200
Nanoparticles on the ash 80 500

Chitosan bead 93.5
MIL-100(Fe) 88 485

MIL-53(Al)/NH2 76 164.9
ZIF-8 80 1667

GO/ZIF-8 92 3300
CNT/ZIF-8 97 2034

Zhao et al. [173] synthesized Ni-MOF and GO/Ni-MOF to investigate the removal of
CR from water. The GO would create new pores at the interface of the composite, with
the BET surface area being expanded from 59.8 for Ni-MOF to 69.6 for GO/Ni-MOF. The
maximum adsorption capacity of the composite over CR adsorption obtained was 2489
and 2046 mg/g for GO/Ni-MOF and Ni-MOF, respectively. With functional groups such
as –OH and –COOH provided by GO in the composite structure and strong electrostatic
interactions between these functional groups and CR dye, the adsorption capacity of
GO/Ni-MOF was higher than that of Ni-MOF.

MIL-68(Al)/GO was prepared by Wu et al. [175] to examine the adsorption perfor-
mance of the anionic MO dye from water. The maximum capacity for MO removal using
MIL-68(Al) and MIL-68(Al)/GO was 340.14 and 400 mg/g, respectively. The rise in adsorp-
tion capacity was attributed to the enhanced BET surface area of the composite. Adding
GO to the MIL-68(Al) structure would expand the BET surface area from 1239 to 1309 m2/g.
H-bonding between oxygen or nitrogen atom of MO and –OH groups of Al-O-Al units in
MIL-68(Al) structure was the main interaction in MO adsorption in this study. Adsorption
properties of MIL-100(Fe) and GO/MIL-100(Fe) for an aqueous system containing MB
and MO were compared by Luo et al. [176]. Their results revealed that the addition of
5% (w/w) GO in MOF contributed to a considerable growth in the adsorption capacity
from 1019 mg/g to 1231 mg/g for MB and from 667 to 1189 mg/g for MO. Regarding
the thermal stability, the decomposition temperature of the MOF rose from 280 to 350 ◦C
with 5% GO. Further increase in the GO content reduced the adsorption capacity due to
a decrement in the surface area and pore volume. At the GO content of 25% (w/w), GO
sheets would cover the MOF structure and hinder dye adsorption on the active surface
sites of MOF, resulting in a drop in the adsorption capacity.
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Lin et al. [177] synthesized UiO-66, NH2-UiO-66, GO/UiO-66, and CNT/UiO-66 to
investigate the adsorption of two acid dyes including AO7 and AY17 from the aquatic
environment. For AO7 adsorption, the maximum capacity obtained was 42.6, 55, 80.6,
and 66.198 mg/g for UiO-66, NH2-UiO-66, CNT/UiO-66, and GO/UiO-66, respectively.
In the case of AY17 adsorption, the maximum capacity obtained was 22.3, 81.8, 86.4,
and 63.2 mg/g for UiO-66, NH2-UiO-66, CNT/UiO-66, and GO/UiO-66, respectively.
CNT/UiO-66 indicated a better adsorption capacity toward both dyes. The electrostatic
interactions between acidic sites on CNTs and nitrogen-containing functionalized groups
would improve the adsorption performance. In addition to the best adsorption performance
for CNT/UiO-66, this composite offered the best thermal stability compared to UiO-66,
NH2-UiO-66, and GO/UiO-66. The thermal decomposition of CNT/UiO-66 was around
510 ◦C, while UiO-66 and GO/UiO-66 were decomposed within the range of 410–450 ◦C.
The CNT by the surrounding UiO-66 structure would cause thermal decomposition at
higher temperatures.

4. Effective Parameters on Dye Adsorption by MOFs
4.1. The Effect of pH on Dye Removal Using MOFs

One of the most critical factors contributing to the removal of contaminants from the
aquatic environment is pH [178]. The pH affects the surface charge and the adsorbent
surface characteristics [179]. Concerning the type of dye and absorbent, pH can have
different effects on the adsorption performance of the adsorbent. The pH value at which
the absorbent surface area is neutral is known as the point of zero charge, an essential
factor in identifying the nature of the active sites [180]. In the adsorption of cationic dyes by
elevating the pH values from the point of zero charges, the electrostatic attraction between
the adsorbate and the adsorbent increased and the adsorption capacity was enhanced. In
the case of anionic dyes, it could enhance the adsorption capacity by reducing the pH value
of the solution from the point of zero charge, creating a positive charge at the absorption
area and promoting electrostatic attraction between the dye molecules and the adsorbent
surface. Moreover, in the adsorption of cationic dyes in aqueous solutions with reduction
in pH value and increase in H+ ions in the solution, competitive adsorption between dye
molecules and H+ ions would lower the adsorption capacity. In anionic dyes, the same
competitive adsorption between OH- ions and dye molecules would lower the adsorption
capacity [181,182]. The appropriate pH range for adsorption of some dyes by different
MOFs is listed in Table 13.

Table 13. The optimum pH and pHpzc values reported in the literature for dye removal using different
MOF-based adsorbents.

MOFs Dyes pHPzc Ref.

Ni-BDC MB - [183]
Fe3O4@AMCA-MIL-53(Al) MB 5.6 [184]
Fe3O4@AMCA-MIL-53(Al) MG 5.6 [184]

Fe3O4@MIL-100(Fe) MR - [185]
Fe3O4@MIL-100(Fe) MB [186]

PCN-222 MB 8 [86]
PCN-222 MO 8 [86]
Cu-BTC MB 4 [89]

MIL-68(In) CR - [77]
UiO-67 CR 5.7 [85]
TMU-8 RB5 - [93]

MIL-53(Fe) MR - [80]
UiO-66 MB - [68]
UiO-66 MO - [68]
UiO-66 MB 6 [82]

MIL-68(Al) MO - [75]
MIL-53(Al) MG 4.4 [97]
MIL-53(Al) MO 4.4 [97]
MIL-125(Ti) RhB - [76]
MIL-100(Fe) CR - [78]
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Alqadami et al. [184], in adsorptive removal of MB and MG dyes by Fe3O4@AMCA-
MIL-53(Al), observed that by increasing pH from 2 to 6.8 for MG, the adsorption capacity
rose from 10.5 to 28.5 mg/g, and for MB by elevating pH from 1.5 to 8.9, qe (i.e., the
adsorption capacity at equilibrium) increased from 10.2 to 27.7 mg/g. At pHs above 5.6, the
adsorbent surface would take on a negative charge and efficiently uptake cationic MB plus
MG dyes. Dadfarnia et al. [185] synthesized Fe3O4@MIL-100(Fe) and examined its ability
to remove MR. They concluded that by increasing the pH from 2 to 10, the adsorption
capacity diminished from 555 mg/g to 310 mg/g. This indicates the placement of methyl
red between anionic dyes. By elevating the pH value, the positively charged sites of the
adsorbent would diminish, and so would the amount of adsorbed MR. In another study
by Shao et al. [186] on the adsorption of MB by Fe3O4@MIL-100(Fe), it was concluded that
upon enhancing the pH value from 2 to 9, qe rose from 28 mg/g to 42 mg/g. The increase
in pH would augment the negative charge on the MOF surface, causing higher electrostatic
attraction and π–π stacking between MB and the MOF surface.

In some cases, the effect of pH on the structure of MOF also had a significant effect on
the adsorption performance, where low or high pHs could damage the MOFs structure. Al
Sharbati et al. [97] in MO and MG adsorption found that the decline in MIL-53 adsorption
capacity at pHs above 8 was due to the structural degradation at alkaline pHs. In general,
in examining the effect of pH on adsorption experiments, the stability of the structure in
acidic and alkaline environments should also be considered. Some MOFs such as UiO-
66 [187], MIL-101(Cr) [187], PCN-225 [188], PCN-228 [189], and PCN-600(Fe) [190] have
considerable stability in acidic and alkaline environments.

4.2. The Effect of Adsorbent Dosage on Dye Removal Using MOFs

Another important parameter in adsorption is the initial dosage of the adsorbent,
which determines the cost of adsorption and removal of pollutants. As the amount of
adsorbent increased, due to the increased number of available active sites, so did the
adsorption rate. An optimal value of absorbent amount can help improve the adsorption
process. This is because less absorbent content can reduce the adsorption capacity, while the
extra amount will result in additional costs. In general, with elevating the initial adsorbent
dosage, the adsorption capacity would diminish, while the removal efficiency grows. In
a study examining the effect of adsorbent dose on MG and MB removal via Fe3O4@MIL-
53(Al) by Alqadami et al. [184], it was found that by elevating the adsorbent dosage up
to 100 mg, the adsorption capacity of both dyes dropped from 27.9 to 5.8 mg/g and from
28.2 to 5.9 mg/g. The aggregation of adsorbent particles and reduction in the surface area
would lead to a decrement in the adsorption capacity. In contrast, with the augmentation
of adsorbent dosage, the removal efficiency of MG and MB increased by 89.4–93.8% and
90–94.6%, respectively, due to the increase in active adsorption sites. In the study of MB
removal using UiO-66 by Mohammadi et al. [82], the removal efficiency rose from 30 to
70% by increasing the initial UiO-66 dosage from 0.1 to 0.5 g/L. In another study by Yaoyao
et al. [98], the percentage of adsorption of methyl blue and MB increased by 65–80% and
75–99%, respectively, by heightening the initial MIL-100(Fe) dosage from 1 to 50 mg.

In general, MOFs, with their large surface area and ultra-porous structures, require
lower doses than other adsorbents for wastewater treatment applications. The high sur-
face area of the MOFs could allow them to provide larger number of active sites for the
adsorption of contaminant molecules and a high adsorption capacity.

4.3. The Effect of Contact Time on Dye Removal Using MOFs

The adsorption capacity would grow with increased contact time, though there must
be an optimal contact time during the uptake. Active adsorption sites are gradually covered
with the adsorbent during the adsorption process, and after a specific time, the adsorbent
cannot absorb more dye molecules, which is called equilibrium time [191]. Over time,
active sites of adsorbent are occupied by dye molecules and the adsorbent can no longer
adsorb more dyes, whereby the adsorption process stops [192,193]. Most MOFs need
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a very short time to reach the equilibrium point of adsorption [86,89,92,93,95,184]. Fast
adsorption may be due to various interactions between MOF and contaminant molecules.
Duo et al. [91] confirmed the fast adsorption of CR and LY over MOF-235 due to the
hydrophobic nature of MOF and dye molecules. In these experiments, both dyes were
adsorbed onto MOF-235 within less than 15 min. In some cases, the formation of bonds
between MOF groups and dye molecules caused fast adsorption. In the study of removal
of methyl blue by ZIF-8 by Feng et al. [87], the effect of ZnO bonding with dye molecules
on fast adsorption was confirmed. The adsorption equilibrium was reached within less
than 30 min in this experiment.

4.4. The Effect of Initial Dye Concentration on Dye Removal Using MOFs

At low initial concentrations, the removal efficiency is intense, and the adsorption
process is rapidly equilibrated. The adsorption rate would diminish as the initial concen-
tration grows due to the saturation of active sites of the MOF [194,195]. In general, at a
constant adsorbent dose, the amount of adsorption grows with elevation of the initial dye
concentration, which may be related to the rise in the concentration gradient. In contrast,
with increasing initial dye concentration due to saturation of adsorption sites, the removal
percentage would decline [97,172].

5. Conclusions

Metal–organic frameworks with superior advantages over other conventional sor-
bents in removing dyes from the aquatic environment have attracted much attention in
recent years. Extensive structural diversity, the possibility of using different structures with
different metal clusters and/or organic linkers according to the purpose, is one of the most
important characteristics of MOFs in the field of wastewater treatment, which distinguishes
them from other adsorbents. MIL-type MOF structures with adjustable properties for
selective adsorption, ZIF structures with high surface area and high adsorption capacity,
and zirconium-based MOFs with excellent stability in aqueous and acidic environments
are categorized as the most studied structures in dye removal applications. The removal of
various dyes such as methylene blue, methyl orange, Congo red, acid orange 7, malachite
green, acid chrome blue K, acid red 1, orange G, methyl red, basic blue 41, rhodamine B,
neutral red, fuchsin basic, safranine T, alizarin red S, eosin, fuchsin acid, reactive black 5,
xylene orange, fluorescein sodium, and sunset yellow have been studied using MOF-based
sorbents. The existence of some challenges such as stability in aqueous and acidic environ-
ments, reusability, and improvement of adsorption performance through increasing the
adsorption capacity has led researchers to modify and structurally improve metal–organic
frameworks. Synthesis of magnetic MOF-based composites for easy recycling and reuse,
introduction of amine functional groups, and preparation of graphene–MOF composites to
increase the adsorption capacity and improve the stability of the framework in the aqueous
medium are some of the proposed and applied solutions to address the above-mentioned
challenges. Amine-functionalized MOF structures aim to increase the adsorption capacity
by creating and improving hydrogen bonds and electrostatic interactions between the dye
molecules and the adsorbent framework. Use of graphene–MOF composites also aims to
increase the adsorption capacity by improving electrostatic and π–π interactions. These
composites also have high thermal stability due to their sandwich-shaped structures and
the presence of graphene in the structure.

Author Contributions: Conceptualization, F.H.S. and M.A.; methodology, F.H.S., A.B. and M.A.;
formal analysis, M.B., F.H.S., V.V.K. and M.A.; investigation, M.B., V.V.K. and F.H.S.; resources, F.H.S.,
A.B. and M.A.; writing—original draft preparation, M.B. and V.V.K.; writing—review and editing,
F.H.S., A.B. and M.A.; visualization, M.B., supervision, F.H.S. and M.A. All authors have read and
agreed to the published version of the manuscript.

Funding: M.A. was supported by Swiss National Science Foundation, under grant number P2ELP2_195134.

Institutional Review Board Statement: Not applicable.



Energies 2022, 15, 2023 26 of 34

Informed Consent Statement: Not applicable.

Data Availability Statement: Not applicable.

Acknowledgments: M.A. acknowledges a fellowship from the Swiss National Science Foundation
(P2ELP2_195134).

Conflicts of Interest: The authors declare no conflict of interest.

Abbreviations

HKUST-1 Cu3(BTC)2
TMU-39 [Zn4(oba)3(DMF)2]
TMU-7 [Cd(oba)(4-bdph)]n.DMF
ZIF Zeolitic imidazolate framework
TMU-16 [Zn2(BDC)2(4-bpdh)].3DMF
ZIF Zeolitic Imidazolate Frameworks
NU Northwestern University
UiO Universitetet i Oslo
MIL Material Institute Lavoisier
PCN Porous coordination network
GO Graphene oxide
CNT Carbon nanotube
L 1,4-bis(4-pyridyl)-2,3-diaza-1,3-butadiene
4,4-BPy 4,4′-Bipyridine
BDC Benzene-1,4-dicarboxylic acid
H2oba 4,4′-oxy(bis)benzoic acid
bpe 1,2-bis(4-pyridyl)ethene
DMA N,N′-dimethylacetamide
BTC benzene-1,3,5-tricarboxylate
H3lmdc 4,5-imidazole dicarboxylic acid
BPDC biphenyldicarboxylic acid
BPB 1,4-bis(4′-pyrazolyl)benzene
MB Methylene blue
MO Methyl orange
CR Congo red
AO7 Acid orange 7
AB1 Acid black 1
MG Malachite green
SY Sunset yellow
LY Lemon yellow
AC Acid chrome blue K
AR1 Acid red 1
OG Orange G
RB-B Rose-bengal B
ARS Alizarin red S
FA Fuchsin acid
XO Xylenol orange
FS Fluorescein sodium
MR Methyl red
IC Indigo carmine
BR46 Basic red 46
BB41 Basic blue 41
RhB Rhodamine B
PPCP Pharmaceutical and personal care product
MMT-CTAB Cetyltrimethylammonium bromide modified clays



Energies 2022, 15, 2023 27 of 34

References
1. Yang, C.; Xu, W.; Nan, Y.; Wang, Y.; Chen, X. Novel negatively charged nanofiltration membrane based on 4,4′-

diaminodiphenylmethane for dye removal. Sep. Purif. Technol. 2020, 248, 117089. [CrossRef]
2. Yang, X.; Wang, D. Photocatalysis: From Fundamental Principles to Materials and Applications. ACS Appl. Energy Mater. 2018,

1, 6657–6693. [CrossRef]
3. Maleki, H.; Hüsing, N. Current status, opportunities and challenges in catalytic and photocatalytic applications of aerogels:

Environmental protection aspects. Appl. Catal. B Environ. 2018, 221, 530–555. [CrossRef]
4. Hooriabad Saboor, F.; Nasirpour, N.; Shahsavari, S.; Kazemian, H. The Effectiveness of MOFs for the Removal of Pharmaceuticals

from Aquatic Environments: A Review Focused on Antibiotics Removal. Chem. Asian J. 2022, 17, e202101105. [CrossRef]
[PubMed]

5. Hu, N.; Zhang, K.; Zhao, Y.; Zhang, Z.; Li, H. Flotation-based dye removal system: Sweet potato protein fabricated from
agro-industrial waste as a collector and frother. J. Clean. Prod. 2020, 269, 122121. [CrossRef]

6. Phan, D.-N.; Rebia, R.A.; Saito, Y.; Kharaghani, D.; Khatri, M.; Tanaka, T.; Lee, H.; Kim, I.-S. Zinc oxide nanoparticles attached to
polyacrylonitrile nanofibers with hinokitiol as gluing agent for synergistic antibacterial activities and effective dye removal. J. Ind.
Eng. Chem. 2020, 85, 258–268. [CrossRef]

7. Ravikumar, K.; Deebika, B.; Balu, K. Decolourization of aqueous dye solutions by a novel adsorbent: Application of statistical
designs and surface plots for the optimization and regression analysis. J. Hazard. Mater. 2005, 122, 75–83. [CrossRef]

8. Bensalah, N.; Alfaro, M.A.Q.; Martínez-Huitle, C.A. Electrochemical treatment of synthetic wastewaters containing Alphazurine
A dye. Chem. Eng. J. 2009, 149, 348–352. [CrossRef]

9. Dawood, S.; Sen, T.K.; Phan, C. Synthesis and Characterisation of Novel-Activated Carbon from Waste Biomass Pine Cone and
Its Application in the Removal of Congo Red Dye from Aqueous Solution by Adsorption. Water Air Soil Pollut. 2013, 225, 1818.
[CrossRef]

10. Jadhav, S.A.; Garud, H.B.; Patil, A.H.; Patil, G.D.; Patil, C.R.; Dongale, T.D.; Patil, P.S. Recent advancements in silica nanoparticles
based technologies for removal of dyes from water. Colloid Interface Sci. Commun. 2019, 30, 100181. [CrossRef]

11. Gupta, V.K.; Suhas. Application of low-cost adsorbents for dye removal—A review. J. Environ. Manag. 2009, 90, 2313–2342.
[CrossRef] [PubMed]

12. Gupta, V.K.; Kumar, R.; Nayak, A.; Saleh, T.A.; Barakat, M.A. Adsorptive removal of dyes from aqueous solution onto carbon
nanotubes: A review. Adv. Colloid Interface Sci. 2013, 193–194, 24–34. [CrossRef] [PubMed]

13. Clarke, E.A.; Anliker, R. Organic Dyes and Pigments. In Anthropogenic Compounds; Anliker, R., Butler, G.C., Clarke, E.A., Förstner,
U., Funke, W., Hyslop, C., Kaiser, G., Rappe, C., Russow, J., Tölg, G., et al., Eds.; Springer: Berlin/Heidelberg, Germany, 1980;
pp. 181–215. [CrossRef]

14. Al-Ghouti, M.A.; Sweleh, A.O. Optimizing textile dye removal by activated carbon prepared from olive stones. Environ. Technol.
Innov. 2019, 16, 100488. [CrossRef]

15. Biswas, S.; Mohapatra, S.S.; Kumari, U.; Meikap, B.C.; Sen, T.K. Batch and continuous closed circuit semi-fluidized bed operation:
Removal of MB dye using sugarcane bagasse biochar and alginate composite adsorbents. J. Environ. Chem. Eng. 2020, 8, 103637.
[CrossRef]

16. Khajeh, M.; Amin, M.M.; Taheri, E.; Fatehizadeh, A.; McKay, G. Influence of co-existing cations and anions on removal of direct
red 89 dye from synthetic wastewater by hydrodynamic cavitation process: An empirical modeling. Ultrason. Sonochem. 2020,
67, 105133. [CrossRef] [PubMed]

17. Kandisa, R.; Saibaba, K.V.N.; Shaik, K.B.; Gopinath, R. Dye Removal by Adsorption: A Review. J. Bioremediat. Biodegrad. 2016,
7, 371. [CrossRef]

18. Shi, B.; Li, G.; Wang, D.; Feng, C.; Tang, H. Removal of direct dyes by coagulation: The performance of preformed polymeric
aluminum species. J. Hazard. Mater. 2007, 143, 567–574. [CrossRef]

19. Zhao, P.; Wang, J.; Han, X.; Liu, J.; Zhang, Y.; Van der Bruggen, B. Zr-Porphyrin Metal–Organic Framework-Based Photocatalytic
Self-Cleaning Membranes for Efficient Dye Removal. Ind. Eng. Chem. Res. 2021, 60, 1850–1858. [CrossRef]

20. Yagub, M.T.; Sen, T.K.; Afroze, S.; Ang, H.M. Dye and its removal from aqueous solution by adsorption: A review. Adv. Colloid
Interface Sci. 2014, 209, 172–184. [CrossRef]

21. Nidheesh, P.V.; Zhou, M.; Oturan, M.A. An overview on the removal of synthetic dyes from water by electrochemical advanced
oxidation processes. Chemosphere 2018, 197, 210–227. [CrossRef]

22. Pandit, P.; Basu, S. Dye and Solvent Recovery in Solvent Extraction Using Reverse Micelles for the Removal of Ionic Dyes. Ind.
Eng. Chem. Res. 2004, 43, 7861–7864. [CrossRef]

23. Palanisamy, S.; Nachimuthu, P.; Awasthi, M.K.; Ravindran, B.; Chang, S.W.; Palanichamy, M.; Nguyen, D.D. Application of
electrochemical treatment for the removal of triazine dye using aluminium electrodes. J. Water Supply Res. Technol.-Aqua 2020,
69, 345–354. [CrossRef]

24. Bhatia, D.; Sharma, N.; Singh, J.; Kanwar, R. Biological methods for textile dye removal from wastewater: A Review. Crit. Rev.
Environ. Sci. Technol. 2017, 47, 1836–1876. [CrossRef]

25. Fang, W.H.; Zhang, L.; Zhang, J.; Yang, G.Y. Water-Stable Homochiral Cluster Organic Frameworks Built by Two Kinds of Large
Tetrahedral Cluster Units. Chemistry 2016, 22, 2611–2615. [CrossRef] [PubMed]

http://doi.org/10.1016/j.seppur.2020.117089
http://doi.org/10.1021/acsaem.8b01345
http://doi.org/10.1016/j.apcatb.2017.08.012
http://doi.org/10.1002/asia.202101105
http://www.ncbi.nlm.nih.gov/pubmed/34941022
http://doi.org/10.1016/j.jclepro.2020.122121
http://doi.org/10.1016/j.jiec.2020.02.008
http://doi.org/10.1016/j.jhazmat.2005.03.008
http://doi.org/10.1016/j.cej.2008.11.031
http://doi.org/10.1007/s11270-013-1818-4
http://doi.org/10.1016/j.colcom.2019.100181
http://doi.org/10.1016/j.jenvman.2008.11.017
http://www.ncbi.nlm.nih.gov/pubmed/19264388
http://doi.org/10.1016/j.cis.2013.03.003
http://www.ncbi.nlm.nih.gov/pubmed/23579224
http://doi.org/10.1007/978-3-540-38522-6_7
http://doi.org/10.1016/j.eti.2019.100488
http://doi.org/10.1016/j.jece.2019.103637
http://doi.org/10.1016/j.ultsonch.2020.105133
http://www.ncbi.nlm.nih.gov/pubmed/32334379
http://doi.org/10.4172/2155-6199.1000371
http://doi.org/10.1016/j.jhazmat.2006.09.076
http://doi.org/10.1021/acs.iecr.0c05583
http://doi.org/10.1016/j.cis.2014.04.002
http://doi.org/10.1016/j.chemosphere.2017.12.195
http://doi.org/10.1021/ie0402160
http://doi.org/10.2166/aqua.2020.109
http://doi.org/10.1080/10643389.2017.1393263
http://doi.org/10.1002/chem.201505125
http://www.ncbi.nlm.nih.gov/pubmed/26710922


Energies 2022, 15, 2023 28 of 34

26. Nandasiri, M.I.; Jambovane, S.R.; McGrail, B.P.; Schaef, H.T.; Nune, S.K. Adsorption, separation, and catalytic properties of
densified metal-organic frameworks. Coord. Chem. Rev. 2016, 311, 38–52. [CrossRef]

27. Kadhom, M.; Albayati, N.; Alalwan, H.; Al-Furaiji, M. Removal of dyes by agricultural waste. Sustain. Chem. Pharm. 2020,
16, 100259. [CrossRef]

28. Pathania, D.; Sharma, S.; Singh, P. Removal of methylene blue by adsorption onto activated carbon developed from Ficus carica
bast. Arab. J. Chem. 2017, 10, S1445–S1451. [CrossRef]

29. De Gisi, S.; Lofrano, G.; Grassi, M.; Notarnicola, M. Characteristics and adsorption capacities of low-cost sorbents for wastewater
treatment: A review. Sustain. Mater. Technol. 2016, 9, 10–40. [CrossRef]

30. Kyzas, G.Z.; Kostoglou, M. Green Adsorbents for Wastewaters: A Critical Review. Materials 2014, 7, 333–364. [CrossRef]
31. Abbasi, Z.; Cseri, L.; Zhang, X.; Ladewig, B.P.; Wang, H. Chapter 7—Metal–Organic Frameworks (MOFs) and MOF-Derived

Porous Carbon Materials for Sustainable Adsorptive Wastewater Treatment. In Sustainable Nanoscale Engineering; Szekely, G.,
Livingston, A., Eds.; Elsevier: Amsterdam, The Netherlands, 2020; pp. 163–194. [CrossRef]

32. Wen, M.; Li, G.; Liu, H.; Chen, J.; An, T.; Yamashita, H. Metal–organic framework-based nanomaterials for adsorption and
photocatalytic degradation of gaseous pollutants: Recent progress and challenges. Environ. Sci. Nano 2019, 6, 1006–1025.
[CrossRef]

33. Li, H.-Y.; Zhao, S.-N.; Zang, S.-Q.; Li, J. Functional metal–organic frameworks as effective sensors of gases and volatile compounds.
Chem. Soc. Rev. 2020, 49, 6364–6401. [CrossRef] [PubMed]

34. Mason, J.A.; Veenstra, M.; Long, J.R. Evaluating metal–organic frameworks for natural gas storage. Chem. Sci. 2014, 5, 32–51.
[CrossRef]

35. Qiu, T.; Liang, Z.; Guo, W.; Tabassum, H.; Gao, S.; Zou, R. Metal–Organic Framework-Based Materials for Energy Conversion and
Storage. ACS Energy Lett. 2020, 5, 520–532. [CrossRef]

36. Orellana-Tavra, C.; Marshall, R.J.; Baxter, E.F.; Lázaro, I.A.; Tao, A.; Cheetham, A.K.; Forgan, R.S.; Fairen-Jimenez, D. Drug
delivery and controlled release from biocompatible metal–organic frameworks using mechanical amorphization. J. Mater. Chem.
B 2016, 4, 7697–7707. [CrossRef]

37. Valizadeh, B.; Nguyen, T.N.; Stylianou, K.C. Shape engineering of metal–organic frameworks. Polyhedron 2018, 145, 1–15.
[CrossRef]

38. Beydaghdari, M.; Saboor, F.H.; Babapoor, A.; Asgari, M. Recent Progress in Adsorptive Removal of Water Pollutants by Metal-
Organic Frameworks. ChemNanoMat 2022, 8, e202100400. [CrossRef]

39. Au, V.K.-M. Recent Advances in the Use of Metal-Organic Frameworks for Dye Adsorption. Front. Chem. 2020, 8, 708. [CrossRef]
40. Denisov, G.L.; Primakov, P.V.; Korlyukov, A.A.; Novikov, V.V.; Nelyubina, Y.V. Solvothermal Synthesis of the Metal-Organic

Framework MOF-5 in Autoclaves Prepared by 3D Printing. Russ. J. Coord. Chem. 2019, 45, 836–842. [CrossRef]
41. Hu, Z.; Kundu, T.; Wang, Y.; Sun, Y.; Zeng, K.; Zhao, D. Modulated Hydrothermal Synthesis of Highly Stable MOF-808(Hf) for

Methane Storage. ACS Sustain. Chem. Eng. 2020, 8, 17042–17053. [CrossRef]
42. Beamish-Cook, J.; Shankland, K.; Murray, C.A.; Vaqueiro, P. Insights into the Mechanochemical Synthesis of MOF-74. Cryst.

Growth Des. 2021, 21, 3047–3055. [CrossRef]
43. Son, W.-J.; Kim, J.; Kim, J.; Ahn, W.-S. Sonochemical synthesis of MOF-5. Chem. Commun. 2008, 44, 6336–6338. [CrossRef]

[PubMed]
44. Troyano, J.; Çamur, C.; Garzón-Tovar, L.; Carné-Sánchez, A.; Imaz, I.; Maspoch, D. Spray-Drying Synthesis of MOFs, COFs, and

Related Composites. Acc. Chem. Res. 2020, 53, 1206–1217. [CrossRef] [PubMed]
45. Sumida, K.; Liang, K.; Reboul, J.; Ibarra, I.A.; Furukawa, S.; Falcaro, P. Sol–Gel Processing of Metal–Organic Frameworks. Chem.

Mater. 2017, 29, 2626–2645. [CrossRef]
46. Bayliss, P.A.; Ibarra, I.A.; Pérez, E.; Yang, S.; Tang, C.C.; Poliakoff, M.; Schröder, M. Synthesis of metal–organic frameworks by

continuous flow. Green Chem. 2014, 16, 3796–3802. [CrossRef]
47. Ghanbari, T.; Abnisa, F.; Wan Daud, W.M.A. A review on production of metal organic frameworks (MOF) for CO2 adsorption. Sci.

Total Environ. 2020, 707, 135090. [CrossRef]
48. Martin, R.L.; Haranczyk, M. Exploring frontiers of high surface area metal–organic frameworks. Chem. Sci. 2013, 4, 1781–1785.

[CrossRef]
49. Howarth, A.; Liu, Y.; Li, Z.; Wang, T.; Hupp, J.; Farha, O. Chemical, thermal and mechanical stabilities of metal–organic

frameworks. Nat. Rev. Mater. 2016, 1, 15018. [CrossRef]
50. Ibrahim, A.O.; Adegoke, K.A.; Adegoke, R.O.; AbdulWahab, Y.A.; Oyelami, V.B.; Adesina, M.O. Adsorptive removal of different

pollutants using metal-organic framework adsorbents. J. Mol. Liq. 2021, 333, 115593. [CrossRef]
51. Farha, O.; Eryazici, I.; Jeong, N.C.; Hauser, B.; Wilmer, C.; Sarjeant, A.; Snurr, R.; Nguyen, S.; Yazaydın, A.; Hupp, J. Metal-Organic

Framework Materials with Ultrahigh Surface Areas: Is the Sky the Limit? J. Am. Chem. Soc. 2012, 134, 15016–15021. [CrossRef]
52. Haldar, D.; Duarah, P.; Purkait, M.K. MOFs for the treatment of arsenic, fluoride and iron contaminated drinking water: A review.

Chemosphere 2020, 251, 126388. [CrossRef]
53. Gautam, S.; Agrawal, H.; Thakur, M.; Akbari, A.; Sharda, H.; Kaur, R.; Amini, M. Metal oxides and metal organic frameworks for

the photocatalytic degradation: A review. J. Environ. Chem. Eng. 2020, 8, 103726. [CrossRef]
54. Jiang, D.; Chen, M.; Wang, H.; Zeng, G.; Huang, D.; Cheng, M.; Liu, Y.; Xue, W.; Wang, Z. The application of different typological

and structural MOFs-based materials for the dyes adsorption. Coord. Chem. Rev. 2019, 380, 471–483. [CrossRef]

http://doi.org/10.1016/j.ccr.2015.12.004
http://doi.org/10.1016/j.scp.2020.100259
http://doi.org/10.1016/j.arabjc.2013.04.021
http://doi.org/10.1016/j.susmat.2016.06.002
http://doi.org/10.3390/ma7010333
http://doi.org/10.1016/B978-0-12-814681-1.00007-2
http://doi.org/10.1039/C8EN01167B
http://doi.org/10.1039/C9CS00778D
http://www.ncbi.nlm.nih.gov/pubmed/32749390
http://doi.org/10.1039/C3SC52633J
http://doi.org/10.1021/acsenergylett.9b02625
http://doi.org/10.1039/C6TB02025A
http://doi.org/10.1016/j.poly.2018.01.004
http://doi.org/10.1002/cnma.202100400
http://doi.org/10.3389/fchem.2020.00708
http://doi.org/10.1134/S1070328419120030
http://doi.org/10.1021/acssuschemeng.0c04486
http://doi.org/10.1021/acs.cgd.1c00213
http://doi.org/10.1039/b814740j
http://www.ncbi.nlm.nih.gov/pubmed/19048147
http://doi.org/10.1021/acs.accounts.0c00133
http://www.ncbi.nlm.nih.gov/pubmed/32496790
http://doi.org/10.1021/acs.chemmater.6b03934
http://doi.org/10.1039/C4GC00313F
http://doi.org/10.1016/j.scitotenv.2019.135090
http://doi.org/10.1039/c3sc00033h
http://doi.org/10.1038/natrevmats.2015.18
http://doi.org/10.1016/j.molliq.2021.115593
http://doi.org/10.1021/ja3055639
http://doi.org/10.1016/j.chemosphere.2020.126388
http://doi.org/10.1016/j.jece.2020.103726
http://doi.org/10.1016/j.ccr.2018.11.002


Energies 2022, 15, 2023 29 of 34

55. Furukawa, H.; Cordova, K.E.; O’Keeffe, M.; Yaghi, O.M. The chemistry and applications of metal-organic frameworks. Science
2013, 341, 1230444. [CrossRef] [PubMed]

56. Makal, T.A.; Wang, X.; Zhou, H.-C. Tuning the Moisture and Thermal Stability of Metal–Organic Frameworks through Incorpora-
tion of Pendant Hydrophobic Groups. Cryst. Growth Des. 2013, 13, 4760–4768. [CrossRef]

57. Tan, K.; Nijem, N.; Gao, Y.; Zuluaga, S.; Li, J.; Thonhauser, T.; Chabal, Y.J. Water interactions in metal organic frameworks.
CrystEngComm 2015, 17, 247–260. [CrossRef]
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