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Abstract: Cu-Mg-Al layered double hydroxides (LDHs) with amine modification were prepared
by an organic combination of an anionic surfactant-mediated method and an ultrasonic spalling
method using N-aminoethyl-y-aminopropyltrimethoxysilane as a grafting agent. The materials were
characterized by elemental analysis, XRD, SEM, FTIR, TGA, and XPS. The effects of the Cu?* content
on the surface morphology and the CO, adsorption of Cu-Mg-Al LDHs were investigated, and the
kinetics of the CO, adsorption and the photocatalytic reduction of CO, were further analyzed. The
results indicated that the amine-modified method and appropriate Cu?* contents can improve the
surface morphology, the increase amine loading and the free-amino functional groups of the materials,
which were beneficial to CO, capture and adsorption. The CO, adsorption capacity of Cu-Mg-Al
N was 1.82 mmol-g~! at 30 °C and a 0.1 MPa pure CO, atmosphere. The kinetic model confirmed
that CO, adsorption was governed by both the physical and chemical adsorption, which could be
enhanced with the increase of the Cu?* content. The chemical adsorption was suppressed, when the
Cu?* content was too high. Cu-Mg-Al N can photocatalytically reduce CO, to methanol with Cu?*
as an active site, which can significantly improve the CO, adsorption and photocatalytic conversion.

Keywords: layered double hydroxide; Cu?*; amine modification; carbon dioxide; capture; photocat-
alytic conversion

1. Introduction

Uncontrolled burning of fossil fuels, since the industrial revolution, has not only
caused serious energy consumption problems, but also made global warming an urgent
problem for human sustainable development due to the sharp increase of CO; concentration
in the atmosphere [1-3]. For this reason, capturing CO, from sources and converting it to
carbon-containing fuels or high-value non-fuel chemicals are currently relatively attractive
solutions to avoid extreme climate change [4,5]. As an extensively studied family of solid
adsorbent, layered double hydroxides (LDHs) can realize the coupling of CO, capture and
utilization. Because LDHs materials have attractive physiochemical properties, such as
characteristic layered structures with large surface areas, specific “memory effects”, high
anion exchange capacity, precise morphological controllability, facileness to synthesize, and
low costs [6-11].

Despite these positive properties, unactivated LDHs exhibit unstable structures and
relatively low CO, adsorption capacities in the range of 0.1 to 0.49 mmol-g~! [12-14]. It is
easy for substrates or reactants to penetrate the interlayer space, given the more defective
and porous nature of the interlayer space for unactivated LDHs. It was proposed that
the high stability comes from the less defective particle surface and the highly dense
interlayer structure and manifested as a considerably higher crystallinity and a layer charge
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density [15]. Bond lengths, cell angles, electronic structure of cations, and the Mulliken
population of clusters play a significant role in relative stability of LDHs [16]. In order
to improve the structural stability and CO; capture capacities, many attempts have been
made, such as various synthesis approaches [17,18], modification of composition [19-21],
morphology controlling [22,23], doping LDHs with alkali metal [24], and the formation
of hybrid materials [25]. Enhanced capacities can be obtained by intercalating amino
acids or amino silanes into stable layers and reacting with hydroxyl groups on laminates
to achieve an amine loading. In light of the promising amine loading of intercalated
LDHs, our research group proposed an amine-modified method [26,27], namely ultrasonic
spalling [28] after co-precipitation [29], to further improve the adsorption performance
of CO,.

LDHs, as excellent photocatalytic materials [30,31], have been applied in CO; cap-
ture and conversion into small-molecular organic compounds such as CHy, CH30H, and
C,H50H by photocatalytic reaction [32-35]. A series of LDHs can serve as sacrificial hard
templates by host-guest structural design and assembly [36], of which the characteristic
band gap can be adjusted with a wide choice of interlayer anions and metal cations [37].
LDHs, integrated with metals-bearing, high electron storage capacity and electron trans-
portation efficiency [38,39], have great potential to enhance photocatalytic activity on the
basis of the high adsorption capacity of CO,. Hong et al. [40] determined that the Mg-Al
LDH, due to its excellent CO, adsorption capacity, contributes to a remarkably high photo-
catalytic reduction efficiency of CO, to CHj in the presence of the carbon nitride (C3Ny4)
photoabsorber and the Pd cocatalyst. The results show that the CH, production of the
Mg-Al LDH is 2.6 times that without the LDH coating and better than that of the Zn-Al
LDH, the Ni-Al LDH, and the Zn-Cr LDH. Research on LDHs has extended from simple
bicationic to tricationic or tetracationic multiphased species [41,42], of which the photocat-
alytic performances vary with the doping of different metal cations. Ahmed et al. [43,44]
reported for the first time that LDHs can be applied as photo-catalysts to convert gaseous
CO; under UV-visible light using hydrogen. Compared with CO formed by Zn-Al LDHs,
methanol is the major product formed by the inclusion of Cu sites using Zn-Cu-Ga LDHs,
which suggested that the specific interaction of Cu sites with CO, enables the formation
of methanol by coupling with protons and photogenerated electrons. The efficient photo-
catalytic conversion of CO, into methanol can also be observed over Zn-Cu-Ga LDHs by
Morikawa et al. [45] in the preparation of reverse fuel cells.

The inclusion of Cu sites in LDH layers can improve the methanol selectivity; however,
the Cu?* content has a great influence on the CO, adsorption properties and catalytic activity
of LDHs, which is ascribed to the distortion induced by the Jahn—Teller effect of Cu?* [46-48].
Hence, the preparation of Cu-Mg-Al LDHs with excellent CO, adsorption performance is
of great significance. In this regard, the aims of this work were to prepare, characterize and
evaluate the CO, adsorption capacity and photocatalytic conversion performance of Cu-Mg-Al
LDHs with an appropriate Cu?* content. The as-synthesized materials were prepared by an
amine-modified method, while N-aminoethyl-y-aminopropyltrimethoxysilane as a grafting
agent was then characterized to examine its structures and morphologies. The study focused
on the effects of the amine-modified method and the Cu?* content on the CO, adsorption
performance and the kinetics of the adsorption on Cu-Mg-Al LDHs. Substituting part of Mg?*
with Cu?* during the preparation of LDHs made it possible to improve the CO, photocatalytic
conversion performance.

2. Materials and Methods
2.1. Materials

All of the chemicals were analytical-grade reagents and used as received without any further
purification. Copper nitrate trihydrate (Cu(NO3),-3HyO; >98%), magnesium nitrate hexahydrate
(Mg(NO3),-6HyO; >98%), aluminum nitrate nonahydrate (AI(NOs)3-9H,O; >98%), sodium
dodecyl sulfonate (C1,H5503Na; >97%), and N-aminoethyl-y-aminopropyltrimethoxysilane
(CgH2oN2O5Si; >95%) were purchased from Aladdin Industrial Inc. (Shanghai, China). Sodium
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hydroxide (NaOH; >98%) and toluene (C7Hg; >99.5%) were obtained from Xilong Scientific Co.,
Ltd. (Guangzhou, China). Ethanol (CoH5OH; >99.7%) was supplied from Anhui Ante Food Co.,
Ltd. (Suzhou, Anhui, China). Additionally, deionized water was used to formulate the solution
throughout the experiment.

2.2. Preparation of Amine-Modified Cu-Mg-Al LDHs

Cu-Mg-Al LDHs materials with a constant M!! /M™ mole ratio of 3 were prepared by an
amine-modified method while using Cu(NOs);-3H,0, Mg(NO3),-6H,O, and AI(NOs3)3-9H,O
as precursors.

The first-stage process was to synthesize the primary amine-modified LDHs by co-
precipitation. About 1.95 g of AI(NO3)3-9H,0, a certain amount of Cu(NO3),-3H;0, and
Mg(NO3),-6H,0 with a A13* /Cu?" /Mg?* molar ratio of 1:x:3—x were dissolved in 50 mL
deionized water (solution A). Then, 2.83 g of sodium dodecyl sulfonate (DS) and 6.94 g of
N-aminoethyl-y-aminopropyltrimethoxysilane (N) were dissolved in a mixture of 100 mL
deionized water and 50 mL ethanol (solution B). The MI:M:DS:N substrate mole ratio
was 3:1:2:6. Solution A was then added dropwise to solution B at 70 °C. The mixture was
stirred, before the pH value was stabilized at 10 + 0.1 by adding a 1.0 M NaOH solution.
After adding solution A, the mixture was then aged for another 4 h with the stirring and
temperature maintained. The precipitated solids were isolated by filtration, washed with
deionized water and dried under vacuum overnight. Varying the Cu®* content, three
samples were produced with the A13*:Cu?*:Mg?* molar ratios of 1:0.75:2.25, 1:1:2, and
1:1.25:1.75. The corresponding samples were labeled as 0.75Cu-Mg-Al DS/N, Cu-Mg-Al
DS/N, and 1.25Cu-Mg-Al DS/N. xCu-Mg-Al DS/N was used as a general designation for
all three primary amine-modified LDHs. In addition, non-modified, pure Cu-Mg-Al LDHs
was named Cu-Mg-Al DS.

The second stage process was to remodify xCu-Mg-Al DS/N by ultrasonic spalling.
The dispersion of 1.0 g of xCu-Mg-Al DS/N in 100 mL toluene was subjected to sonication
for 5 h with an ultrasonic machine (JY 92-1IN, SCIENTZ, Ningbo, China). The mixture was
stirred at 70 °C for 20 h after adding 4 g of N-aminoethyl-y-aminopropyltrimethoxysilane.
The obtained materials were filtered, washed with deionized water and dried under
vacuum overnight. The corresponding samples after ultrasonic spalling were labeled as
0.75Cu-Mg-Al N, Cu-Mg-Al N, and 1.25Cu-Mg-Al N. xCu-Mg-Al N was used as a general
designation for all three amine-modified LDHs.

2.3. Characterization

The quantitative analyses of carbon, hydrogen, nitrogen, and sulfur contents in the
LDHs were performed by an elemental analyzer (VATIO MACRO CUBE; Elementar, Lan-
genselbold, Germany). The structures and compositions of the LDHs were identified by
X-ray powder diffraction spectrometer (X'Pert Pro; PNAlytical, Almelo, The Netherlands)
with Cu K« radiation (A = 0.1541 nm) at 40 kV and 40 mA. The patterns were collected with
diffraction angels (20) ranging from 2° to 65°. The surface morphologies of the LDHs were
observed by a scanning electron microscope (VEGA3; Tescan, Brno, Czech Republic) with
an applied voltage of 10 kV. The surface functional groups of the LDHSs, under vacuum
and dried at 70 °C for 4 h prior to analysis, were detected on a Fourier-transform infrared
spectrometer (TENSOR II; Bruker, Karlsruhe, Germany) in a wavelength region of 4000
to 400 cm~! and in the transmission mode with a resolution of 4 cm ™! for 64 scans. The
thermal decompositions of the LDHs were evaluated by a thermogravimetric (TG) analyzer
(TG209F3; Netzsch, Luxemburg, Germany) with a N, flow of 30 mL-min~! at a heating
rate of 10 °C-min~!. The surface elemental compositions of the LDHs were detected by
an X-ray photoelectron spectrometer (ESCALAB 250Xi, Thermo Fischer, Waltham, MA,
USA) using monochromatic Al Kx as the X-ray source (1486.6 eV). The binding energy was
calibrated by using the C 1s peak at 284.6 eV as a reference.
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2.4. CO, Adsorption Capacity and Sequential Adsorption-Regeneration Cycles

The CO, adsorptions of the amine-modified Cu-Mg-Al LDHs were tested using the
TGA method [29]. In a typical test, approximately 10 mg of each sample were loaded
into a ceramic microbalance and then pretreated from room temperature to 140 °C at a
heating rate of 15 °C-min~! in a flow of N, for 30 min to remove any remaining CO,
from synthesis and storage in atmosphere. The temperature was then brought back to
the desired adsorption temperature at a cooling rate of 10 °C-min~! for 30 min. After
the sample weight became stable, the gas input was switched from N, to pure CO; and
then held isothermally for 180 min until the dynamic adsorption equilibrium. The CO,
adsorption capacity was computed according to the mass variation of the sample in the
CO; atmosphere.

In order to evaluate the cyclic adsorption property, the adsorption-regeneration cycle
was repeated three times as follows: after pretreatment, the CO, adsorption was carried
out at 30 °C in a pure CO, atmosphere for 150 min, and regeneration was carried out at
140 °C in the pure Nj atmosphere for 30 min.

2.5. Photocatalytic CO, Reduction Test

The photocatalytic performance of the sample was carried out in a 500 mL cylindrical
airtight reactor (CEL-HXF300, Au-light, Beijing, China) with a 2 cm thick high-transmitting
quartz glass on the top. One gram of the sample was spread evenly onto the bottom of
the reactor. CO, was blown into the reactor to ensure pressure stability at 0.1 MPa, and
then, the hydrogen pressure was stable at 0.4 MPa. The reactor was illuminated for 1 h
by a PerkinElmer 300 W Xe lamp as a simulated light source. After the reaction was over,
30 mL of the gas mixture extracted from the reactor by a syringe were analyzed by a
gas chromatograph (GC, GC9790, Fuli, Taizhou, China) equipped with a flame ionization
detector (FID) and Porapak Q as the column chromatograph.

3. Results and Discussion
3.1. Characterization Results of Cu-Mg-Al LDHs
3.1.1. Elemental Analysis

The formula for the intercalated molecules was calculated based on the weight per-
centages of the carbon, hydrogen, nitrogen, and sulfur in the Cu-Mg-Al LDHs, and the
amount of the amine loading was calculated as (weight of N content x 1000)/14, as shown
in Table 1. Compared with xCu-Mg-Al DS/N, a decrease in the S content of xCu-Mg-Al N
indicated that the amine-modified method can exfoliate the intercalated anionic surfactant
during ultrasonic spalling. Observed from the formula for intercalated molecules, the
increment of amino silanes was greater than the decrement of the anionic surfactant, which
indicated that amino silanes partially replaced the anionic active sites and condensed with
the surface hydroxyl groups on the laminates.

Table 1. Elemental analysis results of xCu-Mg-Al DS/N and xCu-Mg-AI N.

Sample Elemental Weight (%) Formula for Intercalated Molecules Amine Loading
N C H S (mmol-g-1) (mmol-g—1)

0.75Cu—Mg—A1 DS/N 6.31 36.58 7.65 3.95 (C12H255037)1,24 (Cb_95H20_2351N203)2_25 451
Cu-Mg-Al DS/N 6.57 36.62 7.71 4.47 (C12H25SO37)1>40 (C5_87H17_%51N203)2_35 4.69
1.25Cu—Mg—A1 DS/N 7.15 36.27 7.53 4.28 (C12H25SO37)1,34 (C5_55H16_3951N203)2'55 5.11
0.75Cu-Mg-AlN 8.29 34.34 7.42 2.04 (C12H25503 ™ )0.64(C7.08H19.68S5IN203)2.96 5.92
Cu-Mg-AIN 9.70 36.30 7.49 1.49 (C12H25505 7 )0.47(C7.12H18.26SiN203)3.46 6.93
1.25Cu-Mg-AlN 11.75 35.98 7.83 1.46 (C12H25505 ™ )0.46(Cs.84H15.9451N203)4.20 8.39

The amine loading of xCu-Mg-Al N after amine modification was increased sig-
nificantly, and the more Cu?* content in the sample, the greater the increase. As Cu**
continuously replaces Mg?* in the layer, the charge density of the laminates decreased,
which can be attributed to the fact that the charge population of copper was smaller than
that of magnesium [49]. Simultaneously, the electrostatic interactions between the cations
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of laminates and the interlayer anions weakened. Consequently, resulting in the inter-
layer spacing being expanded implied more conducive to the intercalation of the grafted
amino silanes.

3.1.2. XRD Analysis

Figure 1 shows the XRD patterns of xCu-Mg-Al DS/N and xCu-Mg-Al N. In all
samples, the nonbasal reflections (006) at a 20 of about 5° and (110) at a 26 of about 60°
were preserved, indicating that the structure of layers was conserved [29,50]. xCu-Mg-Al
DS/N and xCu-Mg-Al N exhibited similar patterns from a rough look. However, each
sample had a different intensity of the reflections at the peaks from a careful observation.

018
(015) @9
(012)
Cu-Mg-Al DS (110)
©9%) cu-Mg-AIDS
=1 008) 0.75Cu-Mg-Al DS/N 5
i ]
~ Cu-Mg-Al DS/N — )
> 0.75Cu-Mg-Al DS/N
= B
g = Cu-Mg-Al DS/N
£ bS]
g )5 o-AI DS
- 1.25Cu-Mg-Al DS/N = 22CuMEAl DE/N
0.75Cu-Mg-Al N
Cu-Mg-AIN
1 1 1 1 1 1 1 1
2 4 6 8 10 10 20 30 40 50 60
20/° 20/°

(a) (b)

Figure 1. XRD diffraction patterns of Cu-Mg-Al DS, xCu-Mg-Al DS/N, and xCu-Mg-Al N at different
26 ranges: (a) 260 range of 2°-10°; (b) 26 range of 10°-65°.

According to the Bragg’s Law (2dsinf) = nA, where 6 is the diffraction half-angle and n is
the diffraction order) and subtracting the average thickness of the laminate by 0.49 nm [50],
the interlayer spacing of Cu-Mg-Al N was calculated to be 3.58 nm by the (003) diffraction
peak located at 2.17°. Compared with 1.98 nm of the non-modified Cu-Mg-Al DS and
3.09 nm of the primary amine-modified Cu-Mg-Al DS/N, the enlarged interlayer spacing
governed by the size of the anions showed that the amine-modified method can further
improve amino silanes grafting.

The intensity and sharpness of the (003) peak reduced gradually with the progress
of amine modification and the increase of the Cu?* content, and the overlapping of the
peaks corresponding to the (015) and (018) reflections occurred. Combined with the amine
loading data of the elemental analysis in Table 1, it was shown that the crystallinity of the
particles decreased after augmenting amino silanes grafting sites [50].

It is noticeable that as the Cu?* content increased, the (003) peak of 1.25Cu-Mg-Al
N detectably shifted toward a large angle, and the reflection in the 26 range of 15° to
30° became narrow, which is mainly due to the distortion induced by the Jahn-Teller
effect of Cu?*. With an increase of the Cu?* content in the layer, this distortion weakened
the hydrogen bonding and the electrostatic interactions between the host layer and the
guest. The absolute value of the binding decreased, and the chemical stability of the
system decreased as well. Correspondingly, the interlayer spacing of 1.25Cu-Mg-Al N was
shortened to 3.17 nm, which displayed that the host layer and the guest needed to be close
to each other in order to increase the interaction force [51] and how seriously the stability
of the system declined.

3.1.3. Microstructure Observation

The morphologies of xCu-Mg-Al N and xCu-Mg-Al DS/N were further confirmed
by SEM micrographs. The particle size and the surface morphology of xCu-Mg-Al N
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(Figure 2a—c) changed dramatically by the amine-modified method when compared to
those of xCu-Mg-Al DS/N (Figure 2d—f). The surface of xCu-Mg-Al DS/N had a plate-like
shape. The diameters of xCu-Mg-Al N ranged from 20 to 50 um, which were averagely
smaller than the lateral sizes of xCu-Mg-Al DS/N, accompanied by a completely loading
with small particles on the surface.

20pm
P——

20um

Figure 2. SEM micrographs of the samples: (a) 0.75Cu-Mg-Al N; (b) Cu-Mg-Al N; (c) 1.25Cu-Mg-Al
N; (d) 0.75Cu-Mg-Al DS/N; (e) Cu-Mg-Al DS/N; (f) 1.25Cu-Mg-Al DS/N.

The Cu?* content also had a greater influence on the surface morphology of xCu-Mg-
Al N. Compared with the chunky grafts aggregated on the surface of 0.75Cu-Mg-Al N
(Figure 2a), dispersing Cu-Mg-Al N (Figure 2b) into granular grafts was more favorable for
CO; trapping and adsorption to some extent. The surface of 1.25Cu-Mg-Al N (Figure 2c)
was abnormally smooth with remarkably increased agglomeration, which speculated
that the surface grafts were polymerized to maintain the system stability. The high Cu®*
content introduced more defects into the system and resulted in excessive distortion by
the Jahn—teller effect, which was consistent with the XRD pattern results and supported
our inference.

3.1.4. FTIR Analysis

FTIR analysis was further conducted to identify functional groups on the surface of LDHs.
Figure 3 shows the variations in the FTIR spectra of xCu-Mg-Al DS/N and xCu-Mg-Al N. For
xCu-Mg-Al DS/N, the bands at 3250 cm ™! (stretching vibration of -NH, groups) and 1588
cm ™! (bending vibration of -NH, groups) were assigned to the characteristic absorption bands
of amino silanes; meanwhile, apparent peaks at 1185/1140 cm ™~ (stretching vibration of -SO3)
were observed, corroborating that N-aminoethyl-y-aminopropyltrimethoxysilane and sodium
dodecyl sulfonate were grafted to the LDH layer in the form of salt after the primary amine
modification.

For xCu-Mg-Al N, a further improvement of amino silanes grafting after amine mod-
ification was confirmed by the presence of new peaks at 1311 cm™! for the stretching
vibration of N-C and 1114 cm~! for the stretching vibration of Si—-O-C. The weakening
of the —SOj3 stretching vibration after amine modification may be due to the exfoliation
of LDH laminates by ultrasonication. The intensities of those characteristic bands were
substantially enhanced by felicitously increasing the Cu?* content. In other words, the
surface functional groups of Cu-Mg-Al N were similar to those of 0.75Cu-Mg-Al N, but the
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surface grafts of Cu-Mg-Al N were denser. Previous predictions are consistent with the
results of the microstructure observation and the elemental analysis.

v(-OH) v(C-H)
|
1

v(-OH)
v(C-H)
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Figure 3. FTIR spectra of the samples: (a) xCu-Mg-Al DS/N; (b) xCu-Mg-AI N.

For 1.25Cu-Mg-Al N, the intensities of the -OH stretching vibration in the range of
3300 to 3500 cm ! were significantly weaker than those of 0.75Cu-Mg-Al N and Cu-Mg-Al
N, indicating that the amine loading of 1.25Cu-Mg-Al N was increased obviously. What's
more, the bending vibration of -NH, groups at 1588 cm ™! overlapped with the stretching
vibration of water molecules in the same IR region of 1.25Cu-Mg-Al N, which may be due
to the fact that amino silanes polymerized on the surface and the content of the free-amino
groups was greatly reduced.

3.1.5. Thermal Analysis

TG study was carried out to investigate the thermal stability of the samples. As it
is presented in Figure 4, the Cu-Mg-Al LDHs underwent three stages of mass loss. The
first stage occurring below 150 °C may be attributed to the removal of the interlayer water
and the physically adsorbed CO; [28]; the second stage appearing in the range from 150 to
300 °C mainly may be ascribed to substrate dehydroxylation [52]; the third stage detected
at temperatures over 300 °C may be assigned to the carbon chain decomposition of anionic
surfactants and amino silanes [29].

100 —— 0.75Cu-Mg-Al DS/N 100 ——0.75Cu-Mg-AIN
——  Cu-Mg-AIDS/N ——  CuMgAIN
wl 1.25Cu-Mg-Al DS/N wl 1.25Cu-Mg-AIN
80 80
R R
~ 70 ~ 70 -
1] 12
«\ [%2]
< 2
b 60 = 60
50 - 50 |
40 40 +
30 1 1 1 1 1 1 1 30 1 1 1 1 1 1 1
100 200 300 400 500 600 700 800 100 200 300 400 500 600 700 800
Temperature / °C Temperature / °C
(a) (b)

Figure 4. Thermogravimetric (TG) curves of the samples: (a) xCu-Mg-Al DS/N; (b) xCu-Mg-AI N.

As seen from Table 2, the weight loss ratio of xCu-Mg-Al N in the second stage was
obviously lower than that of xCu-Mg-Al DS/N, which indicated that the free-hydroxyl
groups on the surface of the material decreased after being remodified by ultrasonic
spalling. It was inferred that the amine-modified process with more grafted amino silanes
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can promote the condensation between the amino silanes and the surface hydroxyls on the
laminates. The weight loss ratios in the third stage were significantly different. The weight
loss ratios of 0.75Cu-Mg-Al N and Cu-Mg-Al N were lower than those of the corresponding
primary amine-modified LDHs, while the weight loss ratio of 1.25Cu-Mg-Al N was higher
than that of the corresponding primary amine-modified LDH. Combined with the formula
for the intercalated molecules in Table 1, the former was attributed to the fact that the
increase of the amine loading was similar to that of the anionic surfactant removal and
the molecular weight of the amino silane was obviously smaller than that of the anionic
surfactant, while the latter can be related to the fact that the increment of the amino silanes
was much greater than the decrement of the anionic surfactant.

It was noted that the weight loss ratios of xCu-Mg-Al N decreased in the first two stages
accompanied by the Cu?* content increase. Associated with the formula for the intercalated
molecules in Table 1, the first stage may be interpreted that the interlayer anionic sites
were gradually replaced by amino silanes, of which the hydrophilicity was weaker than
that of the anionic surfactants. The second stage may be due to the consumption of the
free-hydroxyl groups promoted by Cu?*. Furthermore, one obvious difference is that the
weight loss ratio of 1.25Cu-Mg-Al N increased on the third stage, and it was speculated
that part of amino silanes on the surface of sample may have been polymerized.

Table 2. Weight loss ratios of xCu-Mg-Al DS/N and xCu-Mg-Al N.

Sample First Stage (%) Second Stage (%) Third Stage (%)
0.75Cu-Mg-Al DS/N 7.7 8.5 43.2
Cu-Mg-Al1DS/N 6.1 9.7 47.8
1.25Cu-Mg-Al1 DS/N 4.8 10.1 39.9
0.75Cu-Mg-Al N 13.5 6.5 39.7
Cu-Mg-AIN 10.5 6.3 37.0
1.25Cu-Mg-AlN 8.9 6.1 424

3.1.6. XPS Analysis

The effect of the Cu?* content on the aminated functional groups in the amine mod-
ification process was further investigated via XPS analysis. N 1s spectra were recorded
in Figure 5 to analyze the surface compositions of the samples. The high-resolution N 1s
spectra of xCu-Mg-Al N (Figure 5a—) can be deconvoluted into two peaks at ca. 399.3 eV
(peak 1) and 401.3 eV (peak 2) binding energies, which corresponded to free amine and pro-
tonated amines, respectively [53], and that of xCu-Mg-Al DS/N (Figure 5d—f) was slightly
offset. As seen from Figure 5, the contents of the free amines and protonated amines on
the surface of xCu-Mg-Al N were more than those of xCu-Mg-Al DS/N, which indicated
that increasing the surfactant removal rate significantly improved the amine loading on
the surface of the samples. As the addition of Cu®* increased, a higher concentration of
free amines was shown, which revealed that there were comprehensive amino group active
sites readily available for CO, adsorption.

The XPS spectra of the Cu 2p region were utilized to better verify the chemical states
of Cu species in the samples, as shown in Figure 6. Two main peaks were observed at
binding energies of ca. 952 and 932 eV. In a nutshell, the peak at the binding energy of
ca. 932 eV can be deconvoluted into two sets of peaks, in which the peaks at ca. 934.3 eV
(peak 3) and 932.3 eV (peak 1) can be assigned to 2p3,, of Cu®* and 2p3,, of either Cu’
and/or Cu*, respectively [54]. The former peak can be assigned to Cu* species, and the
latter may be related to another state where Cu ions coordinate with Mg and Al ions in a
spinel-like species [55]. The other two peaks at ca. 954.4 eV (peak 4) and 952.1 eV (peak 2)
deconvoluted by the peak at the binding energy of ca. 952 eV can correspond to 2p; /; of
Cu?* and 2py /; of either Cu’ and/or Cu*, respectively. Unlike the others, the area of peak 4
for 1.25Cu-Mg-Al N was obviously higher than those of the others, even 0 for Cu-Mg-Al N,
which revealed that the disappearance of 2p; /, of Cu?* at the high energy side was better
in promoting CO, adsorption.
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Figure 5. The high-resolution spectra of N 1s of xCu-Mg-Al DS/N and xCu-Mg-Al N: (a) 0.75Cu-
Mg-AlN; (b) Cu-Mg-Al N; (c) 1.25Cu-Mg-Al N; (d) 0.75Cu-Mg-Al DS/N; (e) Cu-Mg-Al DS/N; (f)
1.25Cu-Mg-Al DS/N.
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Figure 6. The high-resolution spectra of Cu 2p of xCu-Mg-Al DS/N and xCu-Mg-Al N: (a) 0.75Cu-
Mg-AlN; (b) Cu-Mg-AlN; (c) 1.25Cu-Mg-Al N; (d) 0.75Cu-Mg-Al DS/N; (e) Cu-Mg-Al DS/N; (f)
1.25Cu-Mg-Al DS/N.
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3.2. CO, Adsorption Performance
3.2.1. Effect of the Amine Loading

The amine loading through the availability of basic amine groups mainly determines
the CO, adsorbents of solid-supported amine materials [28,56]. Figure 7 displays the
relationship between the CO; adsorption capacity of the samples and the amine loading
according to elemental analysis at 30 °C and a 0.1 MPa pure CO, atmosphere. As the
Cu?* content increased, the total amine loading of each sample increased, whereas the
correlation of CO, adsorption capacity with the Cu?* content increase was not positive.
The CO, adsorption capacities of 0.75Cu-Mg-Al N and Cu-Mg-Al N both increased by over
1 mmol-g~! when compared to those of the corresponding primary amine-modified LDHs,
indicating that the amine-modified method can significantly improve the CO, adsorption
performance of the material. In contrast, 1.25Cu-Mg-Al N exhibited a very disheartening
CO, adsorption capacity down to 0.70 mmol-g~!, which was even lower than that of
1.25Cu-Mg-Al DS/N. It suggested that the amine loading was not the only factor affecting
the CO; adsorption performance of the material [52]. The phenomenon of the inhibited
CO; adsorption can be explained by the increase in the interlayer spacing, caused by the
decrease in the charge density of the laminates due to overdoped Cu?*, promoting the
intercalation of amino silanes and weakening the stability of the materials; meanwhile, the
distortion induced by the Jahn-Teller effect led to the mass polymerization of amino silanes
on the sample surface.

~A~ xCu-Mg-Al DS/N CO, capacity
-@- xCu-Mg-AlIN (b(): capacity

8 xCu-Mg-Al DS/N amine loading 20
o xCu-Mg-AlIN amine loading ;
¥ /. Ty
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Figure 7. Relationships between the CO, adsorption capacity and the amine loading content for
xCu-Mg-Al DS/N and xCu-Mg-AI N.

3.2.2. Effect of the Temperature

Figure 8 shows the CO, adsorption capacities of xCu-Mg-Al N and xCu-Mg-Al DS/N
at three different temperatures at a 0.1 MPa pure CO, atmosphere. The CO, adsorption
capacities of all samples decreased with the increasing temperature, and the highest one was
up to 1.82 mmol-g~! for Cu-Mg-Al N at 30 °C. This is due to the reaction being exothermic
and the increase in the temperature being unfavorable to the adsorption. Nevertheless,
the adsorption capacities of 0.75Cu-Mg-Al N and Cu-Mg-Al N at higher temperatures
in the range of 1.4 to 1.7 mmol-g~! were much larger than those of the primary amine-
modified samples, which suggested that Cu-Mg-Al LDHs prepared by the amine-modified
method have the potential to be used in the adsorption of flue gas from fossil fuel-based
thermal power plants. Simultaneous with the temperature of the reactor rising during the
photocatalysis process, this conclusion provides the theoretical support of adsorption for
further applications of Cu-Mg-Al LDHs to the CO, photocatalytic conversion.
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Figure 8. CO, adsorption capacities of xCu-Mg-Al N and xCu-Mg-Al DS/N with different temperatures.

For a comparison, the CO, adsorption capacities for the amine-modified LDHs, as
reported in the literature, are listed in Table 3, where it can be seen that the CO, adsorp-
tion capacity of Cu-Mg-Al N was either better or comparable with those of many other
materials investigated.

Table 3. CO, adsorption capacities for the amine-modified layered double hydroxides (LDHs), as
cited in the literature.

CO; Adsorption

Sample Grafting Agent Temperature (°C) (Capacity mmol~1.g-1) Reference
Mg-AIN2 _ N-aminoethyl-y- 30 2.26 [26]
aminopropyltrimethoxysilane
NiMgAl N2 N-[3-(Trimethoxysilyl)propyl]ethylenediamine 80 2.02 [27]
Cu-Mg-AIN _ N-aminoethyl-y- 30 182 This work
aminopropyltrimethoxysilane
3-[2-(2-Aminoethylamino)
MgAIN3 ethylamino]propyl-trimethoxysilane 80 176 (28]
UL30-LDH N-aminoethyl-gamma- 30 1.65 [56]
aminopropyltrimethoxysilane
MgAIMEA 1 3-aminopropyl triethoxysilane 25 1.39 [29]
UH-MEA5 (8-aminopropyl)-triethoxysilane 55 1.37 [57]
N1-HMS@Mg-Al N1-(3-Trimethoxysilylpropyl) 75 1.8 23]
LDH diethylenetriamine ’

3.2.3. Effect of Sequential Adsorption-Regeneration Cycles

The stable recycling performance of adsorbents is a key research content in industrial
process. Figure 9 represents the cyclic adsorption-regeneration performance of Cu-Mg-Al
N, which showed a better adsorption property in previous experiments. The deactivation
rate of the adsorbent was calculated by dividing the difference in the adsorption capacities
between the 1st and 2nd cycles by adsorption capacity after the 1st cycle. The Cu-Mg-Al N
adsorbent exhibited a slight decrease in the deactivation rate of only 8% from the initial stage
to the 3rd cycle, which may be attributed to the formation of stable semicarbazide deposited
on the adsorbent by the dehydration of a small fraction of CO, with the amino group at high
temperatures [53,57]. This result revealed that Cu-Mg-Al N displayed excellent adsorption
performance stability throughout three sequential adsorption-regeneration cycles, which is
also an essential criterion for practical applications.
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Figure 9. Adsorption-regeneration cycling results of Cu-Mg-Al N.

3.2.4. Adsorption Kinetics

Adsorption kinetics analysis is an important index to evaluate the efficiency of ad-
sorbents [58]. Pseudo-first-order, pseudo-second-order, and double-exponential models
were applied to the experimental data on Cu-Mg-Al LDHs through nonlinear regression.
The kinetic parameters are presented in Table 4, and the fitting curves under different
kinetic models were compared with the experimental data points in Figure 10. From the
comparison results, it can be seen that double-exponential model displayed a comparatively
good fit with the CO, adsorption process of Cu-Mg-Al LDHs.

Loganathan et al. [59] found that the excellent fit obtained using the double-exponential
model resulted from its capacity to account for both the physical and chemical adsorp-
tions of CO; on an adsorbent. The factors Al and A2 of the double-exponential model
in Table 4 represent the maximum adsorption capacity, while k1 and k2 stand for the
kinetic rate constants of the two adsorption sites. The lower value of k1 corresponds to
the physisorption site through intra-particle diffusion, whereas the higher value of k2
accounts for the chemisorption site through strong surface reactions. From the Al and A2
values of xCu-Mg-Al N and xCu-Mg-Al DS/N, it can infer that CO, adsorption takes place
via chemisorptive and physisorptive interactions. The remarkable improvements in the
overall adsorption performances of 0.75Cu-Mg-Al N and Cu-Mg-Al N were assigned to the
obvious enhancements in both physisorption and chemisorption after amine modification.
The suppressed chemisorption of 1.25Cu-Mg-Al N caused by the agglomeration of particles
was predominant in the unimproved adsorption performance, although physisorption
was enhanced.

Table 4. Parameters of CO, kinetic models, R?, and standard errors (%) for xCu-Mg-Al N and
xCu-Mg-Al1 DS/N at 30 °C and 1 atm.

Pseudo-1st- Pseudo-2nd- .
Samples Order Err R? Order Err R? Double-Exponential Err R?

Qe K (% e ki (%) 9e Al A2 K1 K2 %)
0.75Cu-Mg-Al DS/N 0.61 0.06 0.45 0.8139 0.67 0.13 043 0.9372 0.70 0.35 0.36 0.01 0.31 0.18 0.9989
Cu-Mg-Al DS/N 0.72 0.02 0.56 0.9357 0.86 0.03 0.71 0.9718 0.80 0.59 0.22 0.01 0.37 0.18 0.9993
1.25Cu-Mg-Al DS/N 0.69 0.03 0.62 0.8675 0.80 0.06 0.74 0.9438 0.88 0.55 0.31 0.01 0.20 0.42 0.9994
0.75Cu-Mg-AIN 1.69 0.04 1.31 0.8409 1.89 0.03 1.35 0.9434 1.97 1.07 0.94 0.01 0.27 0.72 0.9987
Cu-Mg-AIN 1.67 0.07 1.11 0.8270 1.83 0.05 0.97 0.9497 1.92 0.86 1.11 0.01 0.26 0.68 0.9983
1.25Cu-Mg-AIN 0.73 0.01 0.82 0.9772 0.99 0.01 1.25 0.9866 1.01 0.86 0.15 0.01 0.12 0.62 0.9999




Nanomaterials 2022, 12, 127

13 of 17

1.0

08 |
50
g
E 06
-~
2
S
]
g
S 04
o~
O
)
- ® 0.75Cu-Mg-Al DS/N
AR —— Pseudo-first-order
Pseudo-second-order
= Double exponential
006 L 1 1 T U P SR G
0 20 40 60 80 100 120 140 160 180
Time / min
1.0
c
0.8
°
E
E 06
Ry
)
i
2]
]
g
S 04
o
o]
)
® Cu-Mg-AlDS/N
02 — Pseudo-first-order
Pseudo-second-order
= Double exponential
0.0
0 20 40 60 80 100 120 140 160 180
Time / min
1.0
e
08 |
50
-]
E
E 06
-~
z
g
]
o
S 04
~
O
)
02 1 @® 1.25Cu-Mg-Al DS/N

Pseudo-first-order
Pseudo-second-order

= Double exponential
1

L 4
0 20 40

60

1 1 1 1
80 100 120 140 160 180
Time / min

2.0

U

capacity / mmol-g

CO,

® 0.75Cu-Mg-AIN
= Pseudo-first-order
Pseudo-second-order

= Double exponential

1 1 1 1 L 1

20

20 40

60 80 100 120 140 160 180
Time / min

W

CO, capacity / mmol-g

® Cu-Mg-AIN

= Pseudo-first-order

Pseudo-second-order

= Double exponential

L 1
20 40

. ) ) ) \
60 80 100 120 140 160 180
Time / min

08 -

06

capacity / mmol-g

=]
’S
T

cO;

® 1.25Cu-Mg-AIN
— Pseudo-first-order

Pseudo-second-order
= Double exponential

1

1 1 1 1
60 80 100 120 140 160 180

Time / min

Figure 10. Comparison of different kinetic models with the experimental data of the CO, adsorption
on 0.75Cu-Mg-Al DS/N (a), 0.75Cu-Mg-Al N (b), Cu-Mg-Al DS/N (c), Cu-Mg-Al N (d), 1.25Cu-Mg-
AlIDS/N (e), and 1.25Cu-Mg-Al N (f).

3.3. Photocatalytic CO, Reduction

The influences of different photocatalysts on the catalytic activity were investigated by
CO; reduction under a solar simulator, and the relevant parameters of gas chromatography
analysis are shown in Table 5. Compared with Mg-Al N without the Cu?* doping, methanol
could be obtained by the CO; reduction with both Cu-Mg-Al DS/N and Cu-Mg-Al N as
photocatalysts, which indicated that Cu®* was the active site of photocatalytic reaction, and
demonstrated the potential of amine-modified Cu-Mg-Al LDHs in the field of photocatalytic

reduction to methanol.
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Table 5. Product chromatographic results for different photocatalysts.
Catalyst Product Retention Time (min) Content (%)
CO, 0.473 4.30
Mg-AIN H, 0.973 95.40
CO, 0.520 3.76
Cu-Mg-Al1DS/N H, 1.020 83.08
CH;0H 3.850 12.40
CO, 0.530 3.43
Cu-Mg-AIN H, 1.030 7724
CH;0H 3.840 18.53

The methanol yield of Cu-Mg-Al N was significantly higher than that of Cu-Mg-Al
DS/N, that is, more photocatalytic active sites provided by Cu-Mg-Al N, which resulted
in the higher photocatalytic conversion efficiency of Cu-Mg-Al N [60]. It suggested that
amine modification not only conspicuously improves the CO, adsorption capacity, but also
the CO, photocatalytic conversion performance, which may be due to the coupling effect
between them. In other words, the CO, consumption by the reduction reaction promoted
the adsorption equilibrium to move forward. Simultaneously, the strong adsorption in-
creased the concentration of CO; on the material surface, especially on the active site of
Cu?*, thus promoting the catalytic reduction reaction.

4. Conclusions

Amine-modified photocatalysts Cu-Mg-Al LDHs have been prepared using N-aminoethyl-
Y-aminopropyltrimethoxysilane as a grafting agent. The CO, adsorption capacity of Cu-Mg-Al
N was up to 1.82 mmol-g ! at 30 °C and a 0.1 MPa pure CO, atmosphere. The amine-modified
method and an appropriate Cu?* content have great influences on the surface morphology
of the materials, and promising amine loadings and the surface free-amino functional groups
were obtained. The kinetic model confirmed that the complex CO, adsorption mechanism of
Cu-Mg-Al LDHs involves a rapid phase controlled by chemical adsorption with strong surface
reactions and a slow phase controlled by physical adsorption with intraparticle diffusion. Both
of them were enhanced with the increase of the Cu?* content, while chemical adsorption was
suppressed when the Cu?* content was too high. A slight decrease in the adsorption capacity at
high temperatures and excellent adsorption performance stability throughout three sequential
adsorption-regeneration cycles of Cu-Mg-Al N provided theoretical supports of adsorption for
its further application to CO, photocatalytic conversion. Cu-Mg-Al N can photocatalytically
reduce CO, to methanol with Cu?* as an active site, which fully demonstrated its potential in
the fields of photocatalysis and adsorption of flue gas from power plants.

Author Contributions: Conceptualization, N.A.; formal analysis, Q.W., Q.Y. and Y.Z.; funding
acquisition, N.A; investigation, Q.W. and Y.Z.; project administration, N.A.; writing—original draft,
Q.W.,, QY. and Y.Z; writing—review and editing, Q.W. and J.R. All authors have read and agreed to
the published version of the manuscript.

Funding: This research was supported by the Open Project Program of the State Key Laboratory of
Chemical Engineering (SKL-ChE-11A02), Zhejiang Provincial Natural Science Foundation of China
(grant No. LY16B060014) and lateral project of Zhejiang University of Technology (HG-[2016]051@).

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.

Data Availability Statement: The data presented in this study are available from the corresponding
author on request.

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



Nanomaterials 2022, 12, 127 15 0f 17

References

1.  Brune, S.; Williams, S.E.; Muller, R.D. Potential links between continental rifting, CO, degassing and climate change through time.
Nat. Geosci. 2017, 10, 941-946. [CrossRef]

2. Keith, D.W. Why capture CO, from the atmosphere? Science 2009, 325, 1654-1655. [CrossRef] [PubMed]

3. Koelbl, B.S.; van den Broek, M. A ; Faaij, A.P.C.; van Vuuren, D.P. Uncertainty in carbon capture and storage (CCS) deployment
projections: A cross-model comparison exercise. Clim. Chang. 2014, 123, 461-476. [CrossRef]

4. Bui, M,; Adjiman, C.S.; Bardow, A.; Anthony, E.J.; Boston, A.; Brown, S.; Fennell, P.S.; Fuss, S.; Galindo, A.; Hackett, L.A.; et al.
Carbon capture and storage (CCS): The way forward. Energy Environ. Sci. 2018, 11, 1062-1176. [CrossRef]

5. Perejon, A.; Romeo, L.M,; Lara, Y,; Lisbona, P.; Martinez, A.; Valverde, ]. M. The calcium-looping technology for CO; capture: On
the important roles of energy integration and sorbent behavior. Appl. Energy 2016, 162, 787-807. [CrossRef]

6.  Seftel, E.M.; Mertens, M.; Cool, P. The influence of the Ti** location on the formation of self-assembled nanocomposite systems
based on TiO, and Mg/Al-LDHs with photocatalytic properties. Appl. Catal. B-Environ. 2013, 12, 274-285. [CrossRef]

7. Carja, G.; Grosu, E.F,; Mureseanu, M.; Lutic, D. A family of solar light responsive photocatalysts obtained using Zn2t Me3*
(Me = Al/Ga) LDHs doped with Ga;O3 and InyO3; and their derived mixed oxides: A case study of phenol/4-nitrophenol
decomposition. Catal. Sci. Technol. 2017, 7, 5402-5412. [CrossRef]

8. Li, X,; Yu, ].G,; Jaroniec, M. Hierarchical photocatalysts. Chem. Soc. Rev. 2016, 45, 2603-2636. [CrossRef]

9. Li, CM.; Wei, M,; Evans, D.G.; Duan, X. Layered double hydroxide-based nanomaterials as highly efficient catalysts and
adsorbents. Small 2014, 10, 4469-4486. [CrossRef]

10. Wu, Y;; Wang, H.; Sun, YM.; Xiao, T.; Tu, W.G.; Yuan, X.Z.; Zeng, G.M,; Li, S.Z.; Chew, ] W. Photogenerated charge transfer via
interfacial internal electric field for significantly improved photocatalysis in direct Z-scheme oxygen-doped carbon nitrogen/CoAl-
layered double hydroxide heterojunction. Appl. Catal. B-Environ. 2018, 227, 530-540. [CrossRef]

11. Ziarati, A.; Badiei, A.; Grillo, R.; Burgi, T. 3D yolk@shell TiO,-x/LDH architecture: Tailored structure for visible light CO,
conversion. ACS Appl. Mater. Inter. 2019, 11, 5903-5910. [CrossRef]

12.  Garcia-Gallastegui, A.; Iruretagoyena, D.; Mokhtar, M.; Asiri, A.M.; Basahel, S.N.; Al-Thabaiti, S.A.; Alyoubi, A.O.; Chadwick,
D.; Shaffer, M.S.P. Layered double hydroxides supported on multi-walled carbon nanotubes: Preparation and CO, adsorption
characteristics. J. Mater. Chem. 2012, 22, 13932-13940. [CrossRef]

13.  Reddy, M.K.R.; Xu, Z.P; Lu, G.Q.; da Costa, ].C.D. Layered double hydroxides for CO, capture: Structure evolution and
regeneration. Ind. Eng. Chem. Res. 2006, 45, 7504-7509. [CrossRef]

14. TIruretagoyena, D.; Shaffer, M.S.P.; Chadwick, D. Adsorption of carbon dioxide on graphene oxide supported layered double
oxides. Adsorption 2014, 20, 321-330. [CrossRef]

15. Tahawy, R.; Doustkhah, E.; Abdel-Aal, E.S.A.; Esmat, M.; Farghaly, EE.; El-Hosainy, H.; Tsunoji, N.; El-Hosiny, EI.; Yamauchi,
Y.; Assadi, M.H.N.; et al. Exceptionally stable green rust, a mixed-valent iron-layered double hydroxide, as an efficient solar
photocatalyst for H2 production from ammonia borane. Appl. Catal. B-Environ. 2021, 286, 119854. [CrossRef]

16. Xia, S.J.; Zhang, L.Y.; Zhou, X.B.; Pan, G.X.; Ni, Z.M. The photocatalytic property for water splitting and the structural stability of
CuMgM layered double hydroxides (M = Al, Cr, Fe, Ce). Appl. Clay Sci. 2015, 114, 577-585. [CrossRef]

17.  Gong, C.; Chen, F; Yang, Q.; Luo, K,; Yao, EB.; Wang, S.N.; Wang, X.L.; Wu, JW.; Li, XM.; Wang, D.B.; et al. Heterogeneous
activation of peroxymonosulfate by Fe-Co layered doubled hydroxide for efficient catalytic degradation of Rhoadmine B. Chem.
Eng. J. 2017, 321, 222-232. [CrossRef]

18. Zhang, C.; Li, Y.Q.; Wang, EH.; Yu, Z.G.; Wei, ].].; Yang, Z.Z.; Ma, C; Li, Z.H.; Xu, Z.Y.; Zeng, G.M. Performance of magnetic
zirconium-iron oxide nanoparticle in the removal of phosphate from aqueous solution. Appl. Surf. Sci. 2017, 396, 1783-1792.
[CrossRef]

19. Hou, XJ.; Li, HQ.; He, P,; Sun, Z.H.; Li, S.P. Structural and electronic analysis of Li/ Al layered double hydroxides and their
adsorption for CO,. Appl. Surf. Sci. 2017, 416, 411-423. [CrossRef]

20. Zhu, X.C; Shi, Y.X,; Cai, N.S. High-pressure carbon dioxide adsorption kinetics of potassium-modified hydrotalcite at elevated
temperature. Fuel 2017, 207, 579-590. [CrossRef]

21. Qin, Q.Q.; Wang, ].Y.; Zhou, T.T,; Zheng, Q.W.; Huang, L.; Zhang, Y,; Lu, P; Umar, A.; Louis, B.; Wang, Q. Impact of organic
interlayer anions on the CO, adsorption performance of Mg-Al layered double hydroxides derived mixed oxides. J. Energy Chem.
2017, 26, 346-353. [CrossRef]

22. Zhong, H; Tian, Y.L,; Yang, Q.; Brusseau, M.L.; Yang, L.; Zeng, G.M. Degradation of landfill leachate compounds by persulfate
for groundwater remediation. Chem. Eng. J. 2017, 307, 399—-407. [CrossRef]

23. Yilmaz, M.S. Synthesis of novel amine modified hollow mesoporous silica@Mg-Al layered double hydroxide composite and its
application in CO, adsorption. Micropor. Mesopor. Mat. 2017, 245, 109-117. [CrossRef]

24. Silva, ].M.; Tryjillano, R.; Rives, V.; Soria, M.A.; Madeira, L.M. High temperature CO, sorption over modified hydrotalcites. Chem.
Eng. J. 2017, 325, 25-34. [CrossRef]

25. De Marco, M.; Menzel, R.; Bawaked, S.M.; Mokhtar, M.; Obaid, A.Y.; Basahel, S.N.; Shaffer, M.S.P. Hybrid effects in graphene
oxide/carbon nanotube-supported layered double hydroxides: Enhancing the CO; sorption properties. Carbon 2017, 123, 616-627.
[CrossRef]

26. Zhao, Y,; Tian, N.; Wang, ] W.; Wang, Q.N.; Jiang, Q.D.; Ai, N. Synthesis of amine modified Mg-Al LDHs and their CO, adsorption

characteristics. J. Chem. Eng. Chin. Univ. 2018, 32, 659-666.


http://doi.org/10.1038/s41561-017-0003-6
http://doi.org/10.1126/science.1175680
http://www.ncbi.nlm.nih.gov/pubmed/19779189
http://doi.org/10.1007/s10584-013-1050-7
http://doi.org/10.1039/C7EE02342A
http://doi.org/10.1016/j.apenergy.2015.10.121
http://doi.org/10.1016/j.apcatb.2013.01.032
http://doi.org/10.1039/C7CY01404J
http://doi.org/10.1039/C5CS00838G
http://doi.org/10.1002/smll.201401464
http://doi.org/10.1016/j.apcatb.2018.01.069
http://doi.org/10.1021/acsami.8b17232
http://doi.org/10.1039/c2jm00059h
http://doi.org/10.1021/ie060757k
http://doi.org/10.1007/s10450-013-9595-3
http://doi.org/10.1016/j.apcatb.2020.119854
http://doi.org/10.1016/j.clay.2015.06.023
http://doi.org/10.1016/j.cej.2017.03.117
http://doi.org/10.1016/j.apsusc.2016.11.214
http://doi.org/10.1016/j.apsusc.2017.04.187
http://doi.org/10.1016/j.fuel.2017.06.137
http://doi.org/10.1016/j.jechem.2017.01.003
http://doi.org/10.1016/j.cej.2016.08.069
http://doi.org/10.1016/j.micromeso.2017.02.077
http://doi.org/10.1016/j.cej.2017.05.032
http://doi.org/10.1016/j.carbon.2017.07.094

Nanomaterials 2022, 12, 127 16 of 17

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

Ai, N,; Jiang, Z.; Xu, Q.; Qian, Q.E; Wu, X.; Wang, ].W. Preparation of amine modified layered double hydroxide and its adsorption
mechanism for CO,. Chin. ]. Chem. Ind. Eng. 2013, 64, 616-623.

Wang, ] W,; Stevens, L.A.; Drage, T.C.; Wood, J. Preparation and CO, adsorption of amine modified Mg-Al LDH via exfoliation
route. Chem. Eng. Sci. 2012, 68, 424-431. [CrossRef]

Wang, ].W,; Stevens, L.A.; Drage, T.C.; Snape, C.E.; Wood, ]. Preparation and CO, adsorption of amine modified layered double
hydroxide via anionic surfactant-mediated route. Chem. Eng. J. 2012, 181, 267-275. [CrossRef]

Fu, S.E; Zheng, Y.; Zhou, X.B.; Ni, Z.M.; Xia, S.J. Visible light promoted degradation of gaseous volatile organic compounds
catalyzed by Au supported layered double hydroxides: Influencing factors, kinetics and mechanism. J. Hazard. Mater. 2019, 363,
41-54. [CrossRef]

Tang, P.G.; Feng, Y.J.; Li, D.Q. Synthesis and applications of layered double hydroxides based pigments. Recent Pat. Nanotech.
2012, 6, 193-199. [CrossRef] [PubMed]

Zhang, H-W.; Ttoi, T.; Konishi, T.; Izumi, Y. Dual photocatalytic roles of light: Charge separation at the band gap and heat via
localized surface plasmon resonance to convert CO, into CO over silver-zirconium oxide. J. Am. Chem. Soc. 2019, 141, 6292—-6301.
[CrossRef] [PubMed]

Yang, Z.Z.; Wei, ].].; Zeng, GM.; Zhang, H.Q.; Tan, X.F,; Ma, C.; Li, X.C,; Li, Z.H.; Zhang, C. A review on strategies to LDH-based
materials to improve adsorption capacity and photoreduction efficiency for CO,. Coordin. Chem. Rev. 2019, 386, 154-182.
[CrossRef]

Iguchi, S.; Hasegawa, Y.; Teramura, K.; Hosokawa, S.; Tanaka, T. Preparation of transition metal-containing layered double
hydroxides and application to the photocatalytic conversion of CO, in water. J. CO2 Util. 2016, 15, 6-14. [CrossRef]

Casillas, J.E.; Tzompantzi, F; Castellanos, S.G.; Mendoza-Damian, G.; Perez-Hernandez, R.; Lopez-Gaona, A.; Barrera, A.
Promotion effect of ZnO on the photocatalytic activity of coupled Al,O3-Nd;O3-ZnO composites prepared by the sol-gel method
in the degradation of phenol. Appl. Catal. B-Environ. 2017, 208, 161-170. [CrossRef]

Doustkhah, E.; Hassandoost, R.; Khataee, A.; Luque, R.; Assadi, M.H.N. Hard-templated metal-organic frameworks for advanced
applications. Chem. Soc. Rev. 2021, 50, 2927-2953. [CrossRef]

Menezes, W.G.; Altmann, L.; Zielasek, V.; Thiel, K.; Biumer, M. Bimetallic Co-Pd catalysts: Study of preparation methods and
their influence on the selective hydrogenation of acetylene. J. Catal. 2013, 300, 125-135. [CrossRef]

Zhang, G.H.; Zhang, X.Q.; Meng, Y.; Pan, G.X.; Ni, Z.M.; Xia, S.J. Layered double hydroxides-based photocatalysts and visible-light
driven photodegradation of organic pollutants: A review. Chem. Eng. J. 2020, 392, 123684. [CrossRef]

Chen, C.R.; Zeng, H.Y; Yi, M.Y,; Xiao, G.F,; Zhu, R.L.; Cao, X.J.; Shen, S.G.; Peng, ].W. Fabrication of Ag,O/Ag decorated
ZnAl-layered double hydroxide with enhanced visible light photocatalytic activity for tetracycline degradation. Ecotox. Environ.
Safe. 2019, 172, 423-431. [CrossRef]

Hong, ].D.; Zhang, W.; Wang, Y.B.; Zhou, T.H.; Xu, R. Photocatalytic reduction of carbon dioxide over self-assembled carbon
nitride and layered double hydroxide: The role of carbon dioxide enrichment. ChemCatChem 2014, 6, 2315-2321. [CrossRef]

Ju, L.T.; Wu, P.X;; Lai, X.L,; Yang, S.S.; Gong, B.N.; Chen, M.Q.; Zhu, N.W. Synthesis and characterization of fullerene modified
ZnAlTi-LDO in photo-degradation of bisphenol A under simulated visible light irradiation. Environ. Pollut. 2017, 228, 234-244.
[CrossRef]

Puscasu, C.M,; Seftel, EM.; Mertens, M.; Cool, P; Carja, G. ZnTiLDH and the derived mixed oxides as mesoporous nanoarchitec-
tonics with photocatalytic capabilities. J. Inorg. Organomet. P. 2015, 25, 259-266. [CrossRef]

Ahmed, N; Shibata, Y.; Taniguchi, T.; Izumi, Y. Photocatalytic conversion of carbon dioxide into methanol using zinc-copper-M(III)
(M = aluminum, gallium) layered double hydroxides. J. Catal. 2011, 279, 123-135. [CrossRef]

Ahmed, N.; Morikawa, M.; Izumi, Y. Photocatalytic conversion of carbon dioxide into methanol using optimized layered double
hydroxide catalysts. Catal. Today 2012, 185, 263-269. [CrossRef]

Morikawa, M.; Ogura, Y.; Ahmed, N.; Kawamura, S.; Mikami, G.; Okamoto, S.; Izumi, Y. Photocatalytic conversion of carbon
dioxide into methanol in reverse fuel cells with tungsten oxide and layered double hydroxide photocatalysts for solar fuel
generation. Catal. Sci. Technol. 2014, 4, 1644-1651. [CrossRef]

Intissar, M.; Seron, A.; Giovannelli, F.; Autret, C.; Motelica-Heino, M.; Delorme, F. Effect of copper content on the synthesis and
properties of (Mgy—xCux)Al,OH1,CO3, nH,O layered double hydroxides. J. Mater. Sci. 2015, 50, 1427-1434. [CrossRef]

Wang, L.G.; Shi, W.; Yao, P,; Ni, Z.M.; Li, Y.; Liu, J. Microstructure and Jahn-Teller effect of Cu-Zn-Mg-Al layered double
hydroxides. Acta Phys.-Chim. Sin. 2012, 28, 58—64.

Mack, K.; von Leupoldt, A.W.; Forster, C.; Ezhevskaya, M.; Hinderberger, D.; Klinkhammer, K.W.; Heinze, K. Effect of chelate
ring expansion on Jahn-Teller distortion and Jahn Teller dynamics in copper(II) complexes. Inorg. Chem. 2012, 51, 7851-7858.
[CrossRef]

Liu, J; Yao, P.; Ni, Z.M.; Li, Y.; Shi, W. Jahn-Teller effect of Cu-Mg-Al layered double hydroxides. Acta Phys.-Chim. Sin. 2011, 27,
2088-2094.

Park, A.Y.; Kwon, H.; Woo, AJ.; Kim, S.J. Layered double hydroxide surface modified with (3-aminopropyl)triethoxysilane by
covalent bonding. Adv. Mater. 2005, 17, 106-109. [CrossRef]

Zhu, X.C.; Ge, TS,; Yang, F; Lyu, M.; Chen, C.P; O'Hare, D.; Wang, R.Z. Efficient CO, capture from ambient air with amine-
functionalized Mg-Al mixed metal oxides. J. Mater. Chem. A 2020, 8, 16421-16428. [CrossRef]


http://doi.org/10.1016/j.ces.2011.09.052
http://doi.org/10.1016/j.cej.2011.11.078
http://doi.org/10.1016/j.jhazmat.2018.10.009
http://doi.org/10.2174/187221012803531583
http://www.ncbi.nlm.nih.gov/pubmed/22747722
http://doi.org/10.1021/jacs.8b13894
http://www.ncbi.nlm.nih.gov/pubmed/30916946
http://doi.org/10.1016/j.ccr.2019.01.018
http://doi.org/10.1016/j.jcou.2016.04.001
http://doi.org/10.1016/j.apcatb.2017.02.030
http://doi.org/10.1039/C9CS00813F
http://doi.org/10.1016/j.jcat.2012.12.023
http://doi.org/10.1016/j.cej.2019.123684
http://doi.org/10.1016/j.ecoenv.2019.01.080
http://doi.org/10.1002/cctc.201402195
http://doi.org/10.1016/j.envpol.2017.05.038
http://doi.org/10.1007/s10904-014-0132-y
http://doi.org/10.1016/j.jcat.2011.01.004
http://doi.org/10.1016/j.cattod.2011.08.010
http://doi.org/10.1039/C3CY00959A
http://doi.org/10.1007/s10853-014-8702-5
http://doi.org/10.1021/ic300929g
http://doi.org/10.1002/adma.200400135
http://doi.org/10.1039/D0TA05079B

Nanomaterials 2022, 12, 127 17 of 17

52.

53.

54.

55.

56.

57.

58.

59.

60.

Tao, Q.; He, H.P; Frost, R.L.; Yuan, P.; Zhu, ] X. Nanomaterials based upon silylated layered double hydroxides. Appl. Surf. Sci.
2009, 255, 4334-4340. [CrossRef]

Kong, Y.; Jiang, G.D.; Wu, Y.; Cui, S.; Shen, X.D. Amine hybrid aerogel for high-efficiency CO, capture: Effect of amine loading
and CO, concentration. Chem. Eng. J. 2016, 306, 362-368. [CrossRef]

Chen, Y,; Hong, H.E; Cai, ].Y.; Li, Z.H. Highly efficient CO, to CO transformation over Cu-based catalyst derived from a
CuMgAl-layered double hydroxide (LDH). ChemCatChem 2021, 13, 656-663. [CrossRef]

Narasimharao, K.; Al-Sabban, E.; Saleh, T.S.; Gallastegui, A.G.; Sanfiz, A.C.; Basahel, S.; Al-Thabaiti, S.; Alyoubi, A.; Obaid, A;
Mokhtar, M. Microwave assisted efficient protocol for the classic Ullmann homocoupling reaction using Cu-Mg-Al hydrotalcite
catalysts. J. Mol. Catal. A-Chem. 2013, 379, 152-162. [CrossRef]

Liu, Q.P; Zhao, Y.; Wang, ].W.; Ai, N. Ultrasound assisted synthesis of amine modified Mg-Al LDHs and its application in CO,
adsorption. J. Chem. Eng. Chin. Univ. 2020, 34, 479-486.

Ezeh, C.I; Huang, X.N.; Yang, X.G.; Sun, C.G.; Wang, ] W. Sonochemical surface functionalization of exfoliated LDH: Effect
on textural properties, CO, adsorption, cyclic regeneration capacities and subsequent gas uptake for simultaneous methanol
synthesis. Ultrason. Sonochem. 2017, 39, 330-343. [CrossRef]

Li, RH.; Wang, ].].; Zhou, B.Y.,; Awasthi, M.K,; Ali, A.; Zhang, Z.Q.; Gaston, L.A_; Lahori, A.H.; Mahar, A. Enhancing phosphate
adsorption by Mg/ Al layered double hydroxide functionalized biochar with different Mg/ Al ratios. Sci. Total Environ. 2016, 559,
121-129. [CrossRef]

Loganathan, S.; Tikmani, M.; Mishra, A.; Ghoshal, A.K. Amine tethered pore-expanded MCM-41 for CO, capture: Experimental,
isotherm and kinetic modeling studies. Chem. Eng. . 2016, 303, 89-99. [CrossRef]

Qu, J.; Sha, L.; Wu, CJ.; Zhang, Q.W. Applications of mechanochemically prepared layered double hydroxides as adsorbents and
catalysts: A mini-review. Nanomaterials 2019, 9, 80. [CrossRef]


http://doi.org/10.1016/j.apsusc.2008.11.030
http://doi.org/10.1016/j.cej.2016.07.092
http://doi.org/10.1002/cctc.202001611
http://doi.org/10.1016/j.molcata.2013.08.013
http://doi.org/10.1016/j.ultsonch.2017.04.041
http://doi.org/10.1016/j.scitotenv.2016.03.151
http://doi.org/10.1016/j.cej.2016.05.106
http://doi.org/10.3390/nano9010080

	Introduction 
	Materials and Methods 
	Materials 
	Preparation of Amine-Modified Cu-Mg-Al LDHs 
	Characterization 
	CO2 Adsorption Capacity and Sequential Adsorption-Regeneration Cycles 
	Photocatalytic CO2 Reduction Test 

	Results and Discussion 
	Characterization Results of Cu-Mg-Al LDHs 
	Elemental Analysis 
	XRD Analysis 
	Microstructure Observation 
	FTIR Analysis 
	Thermal Analysis 
	XPS Analysis 

	CO2 Adsorption Performance 
	Effect of the Amine Loading 
	Effect of the Temperature 
	Effect of Sequential Adsorption-Regeneration Cycles 
	Adsorption Kinetics 

	Photocatalytic CO2 Reduction 

	Conclusions 
	References

