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Ordered layered double hydroxides (LDHs) consisting of zinc and/or copper hydroxides were synthesized
and combined with aluminum or gallium. These LDH compounds were then applied as photocatalysts to
convert gaseous CO2 (2.3 kPa) to methanol or CO under UV–visible light using hydrogen. ZnAAl LDH was
the most active for CO2 photoreduction and the major product was CO formed at a rate of
1
620 nmol h g1
cat , whereas methanol was the major product formed by the inclusion of Cu in the LDH
1
photocatalysts, e.g., at a formation rate of 170 nmol h g1
cat using ZnACuAGa photocatalyst. The methanol selectivity improved by the inclusion of Cu from 5.9 to 26 mol% and 39 to 68 mol%, respectively, when
ZnAAl (the conversion 0.16–0.11%) and ZnAGa LDH catalysts were used (the conversion 0.02–0.03%).
Speciﬁc interaction of Cu sites with CO2 was spectroscopically suggested to enable coupling with protons
and photogenerated electrons to form methanol.
Ó 2011 Elsevier Inc. All rights reserved.
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1. Introduction
Carbon dioxide is one of the major greenhouse gases [1]. Several
methods for reducing CO2 concentration in the atmosphere have
been investigated, such as increasing green carbon sinks (plants,
phytoplankton, and algae containing chloroplasts); increasing dissolved carbonate and its salts in sea water; or capturing CO2 and
transferring it to the bottom of the sea in a supercritical state. It
would be advantageous to capture CO2 from the atmosphere and
convert it to fuels using sustainable energy such as sunlight, because this solves the problems of global warming and sustainable
energy shortage simultaneously.
The major obstacle to realizing this option is the thermodynamic limitation on the chemical conversion:


1

CO2 ðgÞ þ 2H2 OðgÞ ! CH3 OHðgÞ þ 1:5O2 ðgÞ; DGr ¼ þ689 kJ mol :
Since an efﬁcient catalyst for this photoconversion to fuel is unknown [2–12], it is also important to investigate good catalysts
for CO2 conversion to methanol or other fuels using hydrogen as a
reductant, which is potentially obtained from water splitting:

2H2 OðgÞ ! 2H2 ðgÞ þ O2 ðgÞ;



1

DGr ¼ þ457:2 kJ mol :

CO2 ðgÞ þ 3H2 ðgÞ ! CH3 OHðgÞ þ H2 OðgÞ;



1

DGr ¼ þ2:9 kJ mol :
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The latter reaction, using hydrogen, does not essentially solve the
problems of global warming and sustainable energy shortage, because current hydrogen production processes require energy and
produce CO2. The hydrogen needs to be produced from water driven
by sunlight if the photoreduction in this paper is to be utilized in a
future environmentally benign society [13].
Catalysts for converting CO2 to methanol using hydrogen at
room temperature and utilizing UV–visible light were investigated
in this study. As described above, this option requires technologies
both to capture CO2 from the atmosphere and to convert it into
fuel. To satisfy the two requisites, layered double hydroxides
(LDHs) were chosen with the expectation of (1) sorption capacity
for CO2 in the layered space and (2) tunable semiconductor properties (photocatalytically active) as a result of the choice of metal
cations. LDHs are materials based on the layered structure of brucite (Mg(OH)2), which has a hexagonal crystal structure, whereas
the MgO6 octahedra are linked at the edge to form sheets
(Scheme 1A). One of the naturally occurring LDH compounds is
hydrotalcite [14]. The charge of cationic sheets formulated as
xþ
½MII1x MIII
is compensated for by an intercalated anion
x ðOHÞ2 

2


II
group, e.g., CO2
3 ; SO4 ; NO3 ; Cl ; or OH , and the M site can be
III
Mg, Mn, Fe, Co, Ni, Cu, or Zn. The M site can be Al, Cr, Mn, Fe,
or Ga. x is normally variable within the range 0.17–0.33. The molar
amount of structural water intercalated between the cationic layers is about half of the total molar amount of metal cations
(Scheme 1A) [15–19].
As for the ﬁrst requisite, the sorption capacity of LDHs
was 0:5—1:4 mmol g1
sorbent , which was comparable to that of
zeolites (0:95—3:2 mmol g1
sorbent ) [20,21] and greater than that of
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Scheme 1. (A) Structure of Zn57xy Cux MIII
y ðOHÞ72  38H2 O cluster models: (i) x = y = 0; (ii) x = 0, y = 12, M = Al; (iii) x = 0, y = 1, M = Ga; (iv) x = 1, y = 0; and (v) x = 1, y = 12,
M = Al. (B) Hydrogen carbonate species formed from the reaction of CO2 with the surface hydroxy group of Zn57xy Cux MIII
y ðOHÞ72  38H2 O.

montmorillonites (0:4—0:5 mmol g1
sorbent ) [22,23]. The proportion
of carbonate ions in ½Zn0:75 Ga0:25 ðOHÞ2 0:25þ ðCO3 Þ2
0:125  mH2 O is
1:1 mmol g1
LDH . The tests for CO2 sorption were reported for previously degassed LDH compounds in which the MII site was Mg, Co,
Ni, Cu, and Zn and the MIII site was Al and Ga [15,24–26]. In contrast to the fact that various negatively charged sheet layered
materials such as montmorillonites, smectites, and kaolinites have
been studied in detail, the number of positively charged sheet layered materials that can be applied directly to carbonate anion exchange is limited and they are not well studied.
As for the second requisite, ZnII and GaIII were chosen as the cations of LDHs to form the semiconductor samples. Zinc and copper
have an afﬁnity for CO2 and they form carbonate and formate species in methanol synthesis, typically at 523–573 K [27]. In addition,
Zn and Cu are associated with the trivalent elements Ga, Al, or Cr in
the synthesis of industrial methanol [28]. In this context, LDH comxþ
2
pounds ½ZnII1xy CuIIy MIII
consisting of Zn and/or Cu
x ðOHÞ2 2=x ðCO3 Þ
III
III
associated with Ga or Al were chosen to behave as semiconductors and potentially produce methanol via a photo process.
Photoreduction of CO2 using hydrogen as a reductant has been
reported to produce carbon monoxide using Rh/TiO2
1
1 1
(5:1 lmol h g1
gcat ) [30,31],
cat ) [29], ZrO2 (0:51—0:70 lmol h
1 1
1
MgO (1:6 lmol h gcat ) [32], and b-Ga2O3 (0:76 lmol h g1
cat )
1
[33], and to produce methane using TiO2 (0:30 lmol h g1
cat )
[8,34]. In this study, new catalysts for producing methanol were
found for the ﬁrst time in the photoreaction of CO2 using hydrogen
as a reductant. The synthesis, photocatalytic performance, and
spectroscopic monitoring of the interaction of metal sites with
CO2, and bandgap energies vs each reaction step of CO2 reduction
and that of H2 oxidation to H+ were reported.

(Wako Pure Chemical, >99.9%), sodium carbonate (Wako Pure
Chemical, >99.8%), and sodium hydroxide (Kanto Chemical,
>97.0%) were used as received. Deionized water (<1.0 lS cm1)
was used throughout the syntheses.
2
An LDH compound formulated as ½Zn3 GaIII ðOHÞ8 þ
2 ðCO3 Þ 
mH2 O was synthesized [35]. A mixed solution (20 ml) of 0.75 M
Zn(NO3)26H2O and 0.25 M GaðNO3 Þ3  nH2 O was dropped at a rate
of 0.6 ml min1 into 100 ml of a 0.075 M Na2CO3 solution in a ﬂask
at 290 K with stirring at a rate of 900 rpm. The pH was adjusted to
8 by adding 1.0 M NaOH (20 ml total). After the addition was
complete, the mixture was continuously stirred at the same rate
at 290 K for 2 h. The pH was maintained at 8 by adding 1.0 M NaOH
(0.5 ml total). Then the temperature of the mixture was raised to
353 K and continuously stirred for an additional 22 h. The pH of the
solution did not change from 8 throughout the 22 h. The obtained
precipitates were ﬁltered using a polytetraﬂuoroethene-based
membrane ﬁlter (Omnipore JGWP04700, Millipore) with a pore
size of 0.2 lm, washed with deionized water, and dried in ambient
air at 290 K for 5 days. Following the same procedure, an LDH comIII
2
pound formulated as ½Zn3 Al ðOHÞ8 þ
 mH2 O was synthe2 ðCO3 Þ
sized using Al(NO3)39H2O (0.25 M) instead of GaðNO3 Þ3  nH2 O
(0.25 M).
Cu atoms were substituted at the ZnII sites in the LDH com2
pounds formulated as ½Zn3 MIII ðOHÞ8 þ
 mH2 O (M = Ga or
2 ðCO3 Þ
Al). At the beginning of the synthesis, a mixed solution (20 ml)
was prepared as 0.375 M Zn(NO3)26H2O, 0.375 M Cu(NO3)23H2O,
and 0.25 M Al(NO3)39H2O (or 0.25 M Ga(NO3)3nH2O) to set the
molar ratio of ZnII, CuII, and MIII (Ga, Al) ions to 3:3:2. Henceforth,
the steps are essentially identical to those described above for the
2
syntheses of ½Zn3 MIII ðOHÞ8 þ
 mH2 O.
2 ðCO3 Þ

2. Experimental

2.2. Characterization

2.1. Syntheses

Nitrogen adsorption isotherm measurements were performed
at 77 K within the pressure range 1.0–90 kPa in a vacuum system
connected to diffusion and rotary pumps (106 Pa) and equipped
with a capacitance manometer (Models CCMT-1000A and GM2001, ULVAC). The Brunauer–Emmett–Teller (BET) surface area
(SBET) was calculated on the basis of eight-point measurements

For the synthesis of LDH compounds, zinc nitrate hexahydrate
(Wako Pure Chemical, >99%), copper nitrate trihydrate (Wako Pure
Chemical, >99%), gallium nitrate hydrate (Wako Pure Chemical,
>99.9%; n = 7–9 of GaðNO3 Þ3  nH2 O), aluminum nitrate nonahydrate
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between 10 and 46 kPa (P/P0 = 0.10–0.45) on the adsorption isotherm. The samples were evacuated at 383 K for 2 h before the
measurements.
X-ray diffraction (XRD) data were obtained using a MiniFlex diffractometer (Rigaku) at a Bragg angle of 2hB = 5–70° with a scan
step of 0.01° and a scan rate of 7 s per step for the sample powders.
The measurements were performed at 30 kV and 15 mA using Cu
Ka emission and a nickel ﬁlter. Scanning electron microscopy
(SEM) measurements were performed using JEOL Model JSM6510A at the Chemical Analysis Center, Chiba University. The samples were mounted on a conducting carbon tape and coated with
gold. The electron accelerating voltage was between 15 and
25 kV and the magniﬁcation was between 20,000 and 50,000
times.
Optical spectroscopic measurements were performed using a
UV–visible spectrophotometer (JASCO, Model V-650). D2 and halogen lamps for wavelengths below and above 340 nm, respectively,
and an integrating sphere (JASCO, Model ISV-469) were used for
the diffuse reﬂectance measurements. Measurements were performed at 290 K within the wavelength range 200–900 nm using
100 mg of fresh samples. Diffuse reﬂectance spectra were converted to absorption spectra on the basis of the Kubelka–Munk
equation [36,37]. The bandgap value was evaluated on the basis
of either simple extrapolation of the absorption edge or the ﬁt to
the equation of Davis and Mott [37],

a  hm / ðhm  Eg Þn ;
in which a, h, and m are the absorption coefﬁcient, Planck’s constant,
and the wavenumber, respectively, and n is 1/2, 3/2, 2, and 3 for
allowed direct, forbidden direct, allowed indirect, and forbidden
indirect transitions, respectively.
Cu, Zn, and Ga K-edge X-ray absorption ﬁne structure (XAFS)
spectra were measured at 30–290 K in transmission mode in the
Photon Factory at the High Energy Accelerator Research Organization (Tsukuba) on beamlines 7C and 9C. The storage-ring energy
was 2.5 GeV and the top-up ring current was 450 mA. A Si(1 1 1)
double-crystal monochromator was inserted into the X-ray beam
path. The X-ray intensity was maintained at 65% of the maximum
ﬂux using a piezo translator set to the crystal. The slit opening size
was 1 mm (vertical)  (1–3) mm (horizontal) in front of the I0 ionization chamber. The I0 and Itransmit ionization chambers were
purged with N2 and Ar, respectively. The scan steps were 9,
0.3, and 2.5 eV in the pre-edge, edge, and postedge regions,
respectively. The data accumulation time was 1–5 s for each data
point. The Zn K, Cu K, and Ga K-edge absorption energy values
were calibrated to 9660.7, 8980.3, and 10,368.2 eV for the spectra
of Zn, Cu, and Ga metals, respectively [38,39]. The energy position
of the monochromator was reproduced within ±0.1 eV.
2.3. Analyses
The XAFS data were analyzed using an XDAP package [40]. The
pre-edge background was approximated by a modiﬁed Victoreen
function, C2/E2 + C1/E + C0. The background of the postedge oscillation was approximated by a smoothing spline function, calculated
by an equation for the number of data points, where k is the wavenumber of photoelectrons:
Data
Points
X

ðlxi  BGi Þ2

i¼1

expð0:075ki Þ

2

6 smoothing factor:

Multiple-shell curve-ﬁt analyses were performed for the
Fourier-ﬁltered k3-weighted extended X-ray absorption ﬁne structure (EXAFS) data in k- and R-space using empirical amplitude and
phase-shift parameters extracted from the EXAFS data for CuO and
ZnO. The interatomic distance (R) and its associated coordination
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number (N) for the CuAO and ZnAO pairs were set to
0.19521 nm with the N value of 4 [41] and to 0.1978 nm with
the N value of 4, respectively, on the basis of their crystal structure
[42]. The many-body reduction factor S20 was assumed to be equal
for the sample and the reference.
The amplitude and phase-shift parameters were also generated
theoretically for Zn  Zn (R = 0.308 nm with an N value of 6),
Zn  Zn (R = 0.53347 nm with an N value of 6), and Zn  Zn pairs
(R = 0.616 nm with an N value of 6) using a Zn57(OH)72 model
(Scheme 1A-i), and for the Zn  Al pair (R = 0.308 nm with an N
value of 2) using a Zn45Al12(OH)72 model (Scheme 1A-ii) using the
ab initio calculation code FEFF 8.4 [43] in the self-consistent ﬁeld
mode. One-fourth of the Zn sites were periodically replaced by Al
atoms in the Zn45Al12(OH)72 model. The exchange–correlation
potential of Hedin–Lundqvist was chosen. The Debye temperature
of the LDH models was assumed to be equal to that of ZnO
(370 K) [44]. The goodness of ﬁt was given as requested by the Committee on Standards and Criteria in X-ray Absorption Spectroscopy.
The Zn, Cu, and Ga K-edge X-ray absorption near-edge structure
(XANES) spectra were theoretically generated using FEFF 8.4 operated in the self-consistent ﬁeld mode and the fully multiple scattering mode.
2.4. Photocatalytic reduction of CO2
Photocatalytic reactions were conducted in a closed circulating
system using a photoreaction cell with a ﬂat quartz bottom (total
volume of reaction system 186 ml, Fig. S1) [45]. One hundred milligrams of the LDH catalyst was homogenously spread in a quartz
reaction cell (bottom plate area 23.8 cm2) connected to the circulation loop and evacuated (106 Pa) at 290 K for 2 h as pretreatment
until the desorbed gas was detected by an online gas chromatograph (GC). Either 21.7 kPa of H2 (1.67 mmol) or 2.3 kPa of CO2
(0.177 mmol) + 21.7 kPa of H2 (1.67 mmol) was introduced and allowed to circulate for 30 min in contact with the catalyst to reach a
sorption equilibrium before the photoillumination.
The catalyst was then illuminated with UV–visible light obtained from a 500-W xenon arc lamp (Ushio, Model UI-502Q)
through the ﬂat bottom of the quartz reactor (Fig. S1A) for 5 h.
The distance between the bottom of the reactor and the lamp exit
window was set to 20 mm. The light intensity at the wavelength of
555 nm was 42 mW cm2 at the center of the sample cell and
28 mW cm2 at the periphery of the bottom plate of the sample
cell. Note that the intensity was measured at 555 nm but the Xe
arc lamp irradiated in a wide spectrum between 200 and
1100 nm. The temperature was within the range 305–313 K at
the catalyst position during the illumination (Fig. S2). The transmitted light intensity was also evaluated by changing the catalyst
amount between 0 and 0.2 g (Fig. S3). Half of the incident light was
absorbed or scattered by 0.1 g of catalyst charged and half was
transmitted. Because the transmitted light intensity monotonically
decreased as the catalyst amount increased, most of 0.1 g of catalyst should have been effectively illuminated. As a comparison,
one of the LDH catalysts was illuminated with UV–visible light obtained from another 500-W xenon arc lamp (Ushio, Model SXUID502XAM) through a UV hot mirror (3.3 mm thick; Edmond), a
water ﬁlter (100-mm thickness), and the ﬂat bottom of the quartz
reactor (Fig. S1B). The distance between the bottom of the reactor
and the lamp exit window was set to 206 mm. The light intensity
at 555 nm was 106 mW cm2 at the maximum of the sample cell
and 76 mW cm2 at the periphery of the bottom plate of the sample cell.
To evaluate the dependence of the photocatalytic reaction rates
on wavelength, a sharp cutoff ﬁlter, UV-32 (>320 nm), L-37
(>370 nm), L-42 (>420 nm), or Y-48 (>480 nm) (Kenko), was set
at the lamp exit window [45]. The liquid nitrogen trap was used
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Table 1
2
 mH2 O (x = 0, 1.5; MIII = Al, Ga) layered double hydroxides and reference catalysts.
Physicochemical characterization of ½Zn3x Cux MIII ðOHÞ8 þ
2 ðCO3 Þ
SBET (m2 g1)

Sample

Eg (eV)
Extrapolated

Fit to a  hm / (hm  Eg)n, n =

Interlattice distance (nm)

1/2

3/2

2

3

(0 0 3)

(1 1 0)

III

(A) Zn3x Cux Al LDHs
2
½Zn3 AlðOHÞ8 þ
 mH2 O
2 ðCO3 Þ

57

5.7

5.9

5.5

5.3

5.0

0.757

0.154

2
½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 O
2 ðCO3 Þ

38

4.1

4.5

3.8

3.4

2.7

0.753

0.154

2
 mH2 O
½Zn3 GaðOHÞ8 þ
2 ðCO3 Þ

70

5.6

5.9

5.4

5.2

5.0

0.751

0.155

2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ

57

3.5

4.2

3.2

3.0

2.6

0.753

0.155

(B) Zn3xCuxGa

(C) References
CuAZnOa
Ga2O3b
a
b

III

LDHs

41
2.0

The CuAZnO catalyst was prepared via the reported inverse precipitation method starting from copper and zinc nitrates (atomic ratio Cu:Zn = 54:46) with NaHCO3 [27].
Commercial sample (Kanto Chemical, 99.0%). The major crystalline phase was a-Ga2O3.

for the reaction in H2 gas only to condense the formed CO2, CH3OH,
and H2O. Products and reactants were analyzed using packed columns of Molecular Sieve 13X-S and PEG (polyethylene glycol)6000 supported on Flusin P (GL Sciences) set in the online GC
equipped with a thermal conductivity detector (Shimadzu, Model
GC-8A). Two blank tests were performed: a reaction test illuminated with UV–visible light in the absence of photocatalysts and
another test for catalyst in the absence of any light. For the latter
test, the reactor was completely wrapped with 20-lm-thick aluminum foil. To conﬁrm the photocatalytic methanol synthesis, reactivity tests on carbonates in LDHs in H2 gas and photocatalytic
tests on LDHs in CO2 gas were also performed. Furthermore, the
change in the photocatalytic performance when the gas was
switched to a mixture of CO2 + H2 was investigated.

3. Results
3.1. Nitrogen adsorption, XRD, SEM, and UV–visible spectra
The SBET value was measured on the basis of the N2 adsorption
at 77 K for LDH compounds preheated at 383 K (Table 1). The SBET
2
value for ½Zn3 GaðOHÞ8 þ
 mH2 O (70 m2 g1) was 21%
2 ðCO3 Þ
þ
greater than that for ½Zn3 AlðOHÞ8 2 ðCO3 Þ2  mH2 O. The SBET value
2
decreased by 19% for ½Zn3 GaðOHÞ8 þ
 mH2 O and by 34%
2 ðCO3 Þ
2
for ½Zn3 AlðOHÞ8 þ
ðCO
Þ

mH
O
by
substitution
of Cu atoms at
3
2
2
half of the Zn sites.

2
Fig. 1. XRD spectra of fresh samples of ½Zn3 AlðOHÞ8 þ
 mH2 O (a),
2 ðCO3 Þ
2
2
½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 O (b), ½Zn3 GaðOHÞ8 þ
 mH2 O (c), and
2 ðCO3 Þ
2 ðCO3 Þ
2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O
(d)
and
the
used
samples
of
2 ðCO3 Þ
2
2
½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 O (b-u) and ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
2 ðCO3 Þ
(d-u) in 2.3 kPa of CO2 + 21.7 kPa of H2 under UV–visible light for 5 h.

2
The XRD spectra measured for ½Zn3 AlðOHÞ8 þ
 mH2 O and
2 ðCO3 Þ
2
½Zn1:5 Cu1:5 AlðOHÞ8 þ
ðCO
Þ

mH
O
are
depicted
in
Fig.
1a and b.
3
2
2
The diffraction peaks common at 2hB = 11.7°, 23.5°, 34.6°, 37.3°,
39.2°, 43.9°, 46.7°, 52.9°, 56.3°, 60.2°, 61.5°, and 65.5° were assigned to (0 0 3), (0 0 6), (0 0 9), (1 0 4), (0 1 5), (1 0 7), (0 1 8),
(1 0 1 0), (0 1 1 1), (1 1 0), (1 1 3), and (1 1 6) diffraction for the regular layered structure, respectively [46,47]. The interlayer interval
was evaluated as 0.757 and 0.753 nm on the basis of the (0 0 3) diffraction angle (Table 1A), consistent with the values 0.757 and
0.756 nm, which were evaluated based on the (0 0 6) diffraction
angle. The interlayer interval value was 0.777 nm, on the basis of
the (0 0 9) diffraction. The small difference may be due to the overlap of the diffraction peak (0 0 9) with the (0 1 2) diffraction. The
in-plane (1 1 0) diffraction angle (0.154 nm, Table 1A) within a
layer corresponds to R(ZnAO) of 0.218 nm if complete ZnO6 octahedra are assumed. Compared to the R(ZnAO) values provided by
2
the Zn K-edge EXAFS analyses for ½Zn3 AlðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
þ
2
and ½Zn1:5 Cu1:5 AlðOHÞ8 2 ðCO3 Þ  mH2 O (0.205–0.207 nm), the
LDH cation sheets were found to be slightly elongated in the direction of the cationic layer plane.
The 2hB angles of plane-to-plane diffraction peaks (0 0 3),
(0 0 6), and (0 0 9) perpendicular to the cationic layers changed
negligibly when Ga atoms were substituted at the trivalent Al sites
(Fig. 1c and d). In contrast, other peaks signiﬁcantly shifted toward
smaller angles, reﬂecting the greater ionic radius of GaIII than of
AlIII, e.g., 2hB for (1 1 0) diffraction of 60.2° (0.154 nm) for Al-containing LDHs to 59.5° (0.155 nm) for Ga-containing LDHs (Table 1).
2
In the spectrum d for Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O, peaks at
2 ðCO3 Þ
2hB = 27.9°, 30.3°, 35.7°, 57.3°, and 62.9° were also observed, which
were derived from the impurity.
2
A representative SEM image for ½Zn3 AlðOHÞ8 þ
 mH2 O is
2 ðCO3 Þ
depicted in Fig. 2. Flat ﬂakes smaller than 100 nm were observed,
which suggested the coagulation of the stacked layered structure.
As indicated in Fig. 1b-u and d-u, the LDH samples after the
photocatalytic tests in 2.3 kPa of CO2 + 21.7 kPa of H2 under
UV–visible light for 5 h differed negligibly from the corresponding
data for fresh samples (Fig. 1b and d); therefore, the layered
2
structures of as-synthesized Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
þ
2
and Zn1:5 Cu1:5 GaðOHÞ8 2 ðCO3 Þ  mH2 O samples should be well
retained.
An extrapolation of the absorption edge in the UV–visible
absorption spectra was drawn (Fig. 3A). The intercepts with the
2
2
x-axis for ½Zn3 AlðOHÞ8 þ
 mH2 O and ½Zn3 GaðOHÞ8 þ
2 ðCO3 Þ
2 ðCO3 Þ 
mH2 O were 218 and 222 nm, respectively (Spectra a, c), corre2
sponding to bandgap values of 5.7 for ½Zn3 AlðOHÞ8 þ
2 ðCO3 Þ 
2
mH2 O and 5.6 eV for ½Zn3 GaðOHÞ8 þ
ðCO
Þ

mH
O
(Table
1).
3
2
2
The bandgap values based on the ﬁt to the equation of Davis and
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2
Fig. 2. SEM image for ½Zn3 AlðOHÞ8 þ
 mH2 O.
2 ðCO3 Þ

127

mH2 O (Spectrum d). The extrapolation of the absorption edge was
drawn and the intercepts with the x-axis for ½Zn1:5 Cu1:5 AlðOHÞ8 þ
2
2
ðCO3 Þ2 H2 O and ½Zn1:5 Cu1:5 GaðOHÞ8 þ
2 ðCO3 Þ H2 O were 306 and
354 nm, respectively, corresponding to the bandgap values of
2
4.1 for ½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 O and 3.5 eV for
2 ðCO3 Þ
þ
2
½Zn1:5 Cu1:5 GaðOHÞ8 2 ðCO3 Þ  mH2 O (Table 1). The bandgap
values calculated on the basis of the ﬁt to the Davis and
Mott equation by applying different n values were 2.7–4.5
2
for ½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 O and 2.6–4.2 eV for
2 ðCO3 Þ
2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
ðCO
Þ

mH
3
2 O (Table 1 and Fig. 3B). The band2
gap values in the case of n = 3/2 were similar to the corresponding
bandgap values based on simple extrapolation. The electronic tran2
sition for ½Zn1:5 Cu1:5 MIII ðOHÞ8 þ
 mH2 O might be a forbidden
2 ðCO3 Þ
direct process from oxygen 2p to metal ns or np levels (n = 4 for Cu,
Zn, and Ga and n = 3 for Al).
2
3.2. XANES spectra for fresh ½Zn3x Cux XðOHÞ8 þ
 mH2 O
2 ðCO3 Þ

Fig. 3. (A) Diffuse reﬂectance UV–visible absorption spectra of fresh samples of
2
2
½Zn3 AlðOHÞ8 þ
 mH2 O
(a),
½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 O
(b),
2 ðCO3 Þ
2 ðCO3 Þ
2
2
½Zn3 GaðOHÞ8 þ
 mH2 O (c), and ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O (d).
2 ðCO3 Þ
2 ðCO3 Þ
(Inset) Expanded spectra (a) and (c). (B) Fit to the equation of Davis and Mott
(a  hm / ðhm  Eg Þn ) for data of spectrum (d). (a  hm)2, (a  hm)2/3, (a  hm)1/2, or
(a  hm)1/3 vs hm was plotted and the intercept with the x-axis estimates the Eg
value.

Mott by applying different n values were within the range
2
5.0–5.9 eV both for ½Zn3 AlðOHÞ8 þ
 mH2 O and for
2 ðCO3 Þ
2
½Zn3 GaðOHÞ8 þ
ðCO
Þ

mH
O.
The
bandgap
values
in the case of
3
2
2
n = 1/2 or 3/2 were relatively similar to the corresponding bandgap
values based on simple absorption edge extrapolation (Table 1).
2
The electronic transition for ½Zn3 MIII ðOHÞ8 þ
 mH2 O could
2 ðCO3 Þ
be a direct process from oxygen 2p to metal ns or np levels (n = 4
for Zn and Ga and n = 3 for Al). In addition, a weak peak was ob2
served centered at 291 nm for ½Zn3 GaðOHÞ8 þ
 mH2 O and
2 ðCO3 Þ
2
a weaker peak was observed for ½Zn3 AlðOHÞ8 þ
ðCO
 mH2 O
3Þ
2
(Fig. 3A, insets c, a).
By the inclusion of Cu, the UV absorption edge shifted toward the
2
lower-energy side for ½Zn1:5 Cu1:5 AlðOHÞ8 þ
2 ðCO3 Þ  mH2 O (Fig. 3A-b)
2
and shifted to further lower energy for ½Zn1:5 Cu1:5 GaðOHÞ8 þ
2 ðCO3 Þ 

Zn K-edge XANES spectra for LDH samples in comparison to the
reference spectra are shown in Fig. 4A. The entire spectral patterns
2
2
for ½Zn3 AlðOHÞ8 þ
 mH2 O and ½Zn1:5 Cu1:5 AlðOHÞ8 þ
2 ðCO3 Þ
2 ðCO3 Þ 
mH2 O (Spectra b and c) closely resemble each other. In both
spectra, an intense peak at 9671.7 eV is accompanied by weak,
broad peaks at 9688, 9715, and 9724 eV. The Cu K-edge XANES
pattern for the latter sample closely resembles those of the
corresponding Zn K-edge data (Fig. 4A-c and B-c), strongly suggesting an identical coordination environment for Cu and Zn in
2
½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 O. The energy values of postedge
2 ðCO3 Þ
peaks relative to the ﬁrst intense peak were 16, 44, and 52 eV for
the Cu K-edge, similar to the gaps of 16, 43, and 52 eV for the Zn
K-edge.
The patterns of these experimental spectra were reproduced in
the theoretically generated Zn K-edge spectrum for a complete octahedral model (Fig. 4A-f) and theoretically generated Cu K-edge spectrum for a complete octahedral model (Fig. 4B-h and Scheme 1A-v,
ii). The energy values of the Zn K postedge peaks relative to the ﬁrst
intense peak were 16, 39, and 47 eV in the theoretical spectrum
(Fig. 4A-f) compared to 16, 43, and 52 eV in the corresponding
experimental spectrum (Fig. 4A-b). The energy values of the Cu K
postedge peaks relative to the ﬁrst intense peak were 14, 39, and
46 eV in the theoretical spectrum (Fig. 4B-h) compared to 16, 44,
and 52 eV in the corresponding experimental spectrum (Fig. 4B-c).
2
Thus, the Zn and Cu sites in ½Zn3 AlðOHÞ8 þ
 mH2 O and
2 ðCO3 Þ
2
½Zn1:5 Cu1:5 AlðOHÞ8 þ
ðCO
Þ

mH
O
should
show
nearly
complete
3
2
2
octahedral coordination.
The Zn K-edge XANES spectra for ½Zn3x Cux GaðOHÞ8 þ
2
ðCO3 Þ2  mH2 O (x = 0, 1.5) also consisted of intense peaks at
9671.7–9672.2 eV accompanied by weak, broad peaks at 9688–
9689 eV (Fig. 4A, Spectra d and e), similar to spectra b and c for
2
½Zn3x Cux AlðOHÞ8 þ
 mH2 O (x = 0, 1.5). A minor difference
2 ðCO3 Þ
was that weak, broad peaks at 9715 and 9724 eV observed for
2
½Zn3x Cux AlðOHÞ8 þ
 mH2 O merged into a weak, broad peak
2 ðCO3 Þ
2
ranging from 9718 to 9720 eV for ½Zn3x Cux GaðOHÞ8 þ
2 ðCO3 Þ 
mH2 O. The energy position of the experimental three peaks for
2
½Zn3x Cux GaðOHÞ8 þ
 mH2 O was reproduced in the theoret2 ðCO3 Þ
ically generated Zn K-edge XANES spectrum for a complete octahedral model (Scheme 1A-i; Fig. 4A-g). Note that 30Zn, 29Cu, and 31Ga
are similar photoelectron backscatters compared to the lighter
element 13Al.
The Cu K-edge XANES spectrum for ½Zn1:5 Cu1:5 GaðOHÞ8 þ
2
ðCO3 Þ2 H2 O closely resembled the corresponding Zn K-edge data
(Fig. 4A-e and B-e). The energy values of the postedge peaks relative to the ﬁrst intense peak were 17 and 48 eV for the Zn K-edge,
identical to the gaps for the Cu K-edge. The energy position of
the three experimental peaks in the Cu K-edge spectrum e for
2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O was closely reproduced in the
2 ðCO3 Þ
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2
2
Fig. 4. (A) Normalized Zn, (B) Cu, and (C) Ga K-edge XANES spectra for ZnO (A-a), CuO (B-a), ½Zn3 AlðOHÞ8 þ
 mH2 O (b), ½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 O (c),
2 ðCO3 Þ
2 ðCO3 Þ
2
2
½Zn3 GaðOHÞ8 þ
 mH2 O (d), and ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O (e). Theoretical spectra generated using FEFF 8.4 for Zn45Al12(OH)72 (f), Zn57(OH)72 (g),
2 ðCO3 Þ
2 ðCO3 Þ
CuZn44Al12(OH)72 (h), CuZn56(OH)72 (i), and GaZn56(OH)72 models (j). The central, X-ray absorbing atoms were Zn (f, g), Cu (h, i), and Ga (j).

theoretical Cu K-edge spectra for the complete octahedral model
2
(Fig. 4B-i). Thus, as in the case of ½Zn3x Cux AlðOHÞ8 þ
2 ðCO3 Þ 
mH2 O, the Zn and Cu sites show nearly complete octahedral
coordination.
The Cu K-edge XANES pattern for CuO (Fig. 4B-a) was similar to
2
those for ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O (spectrum e) and the
2 ðCO3 Þ
CuZn56(OH)72 model (spectrum i). The Cu sites in CuO are coordinated with four equatorial O atoms (average CuAO distance
0.19521 nm) and two farther axial O atoms (average CuAO distance 0.2817 nm). The Cu K-edge XANES pattern could be relatively
insensitive to the variation in CuAO distances [41].
2
The Ga K-edge XANES spectra for ½Zn3x Cux GaðOHÞ8 þ
2 ðCO3 Þ 
mH2 O (x = 0, 1.5) are depicted in Fig. 4C-d, e. The intense peak situated just above the edge (10,380.6 eV) and the three weak, broad
postedge peaks appeared. The energy values of the postedge peaks
relative to the ﬁrst intense peak were 16–17, 40–41, and 47–48 eV,
somewhat different from the gaps of 17 and 43 eV for the theoretically generated Ga K-edge spectrum for the complete octahedral
model (Fig. 4C-j). A possible explanation for this discrepancy is that
there is a signiﬁcant distortion of GaIII site coordination compared
to the nearly complete octahedral ZnO6 or CuO6 coordination.

3.3. XANES spectra for partially dehydrated and CO2-adsorbed
2
½Zn3x Cux XðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
2
When the ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O sample was
2 ðCO3 Þ
heated at 383 K for 1 h in vacuum, the intensity of the ﬁrst post-

edge peak at 9689 eV in the Zn K-edge XANES for a fresh sample
(Fig. 5A-e) decreased to 65% (Fig. 5A-e-383). In fact, the postedge
peak intensity decreased to 58% when the theoretically generated
XANES spectra for Zn57(OH)7238H2O model (Scheme 1A-i and
Fig. 5A-k) lost all the structural water (Fig. 5A-g). In contrast, a
clear additional peak was not found in the Fourier transform of
the theoretically generated Zn K-edge EXAFS besides those derived
from the in-plane ZnAO, Zn  Zn (R = 0.308 nm), Zn  O
(R = 0.37722 nm), Zn  Zn (R = 0.53347 nm), or Zn  Zn pair
(R = 0.616 nm) on going from the spectrum for the Zn57(OH)72
model to the one for the Zn57(OH)7238H2O model. When
34.3 kPa of CO2 was introduced into the 383 K-heated LDH sample,
the postedge peak intensity increased slightly to 72% of the fresh
sample (Fig. 5A-e-CO2-290). When the LDH sample was heated to
423 K in CO2, the peak intensity further increased to 83% of spectrum e (spectrum e-CO2-423, Table 2A). Note that the postedge
peak is in the ‘‘multiple scattering’’ region, and the peak intensity
increased in the presence of either water or CO2 molecules between the LDH cationic layers.
A similar in situ trend was observed in the Cu K-edge XANES for
2
the LDH compound of ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O. The
2 ðCO3 Þ
intensity of the ﬁrst postedge peak at 9016 eV decreased to 76%
by heating in vacuum at 383 K (Fig. 5B-e ? e-383). Upon introduction of CO2, the peak intensity increased back to 87% of the fresh
sample at 290 K (spectrum e-CO2-290) and 91% of the fresh one
at 423 K (spectrum e-CO2-423, Table 2B).
It should be noted that these semireversible in situ peak
intensity changes in both the Zn and Cu K-edges for

2
2
Fig. 5. Normalized Zn (A, D), Cu (B), and Ga K-edge XANES (C, E) spectra for ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O (A–C) and ½Zn3 GaðOHÞ8 þ
 mH2 O (D and E). As2 ðCO3 Þ
2 ðCO3 Þ
synthesized (e), sample (e) in vacuum at 383 K (e-383), and sample (e-383) in 34.3 kPa of CO2 at 290 K (e-CO2-290) or 423 K (e-CO2-423). Theoretical spectrum using FEFF 8.4
for Zn57(OH)72 (g), CuZn56(OH)72 (i), GaZn56(OH)72 (j), Zn57(OH)7238H2O (k), CuZn56(OH)7238H2O (l), and GaZn56(OH)7238H2O (m). The central, X-ray absorbing atoms were
Zn (g, k), Cu (i, l), and Ga (j, m).
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Table 2
First postedge peak intensity in normalized Zn, Cu, and Ga K-edge XANES spectra.a
Sample

Assynthesized

In
vacuum

In CO2
(34.3 kPa)

383 K

290 K

423 K

0.12
(64%)
0.06
(65%)

0.12
(64%)
0.06
(72%)

0.12
(63%)
0.07
(83%)

0.08

0.06
(76%)

0.07
(87%)

0.08
(91%)

2
½Zn3 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ

0.23

2
 mH2 O
½Zn1:5 Cu1:5 GaðOHÞ8 þ
2 ðCO3 Þ

0.29

0.16
(70%)
0.22
(76%)

0.16
(70%)
0.22
(76%)

0.16
(70%)
0.24
(84%)

(A) At Zn K-edge (9688–9689 eV)
2
½Zn3 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ

0.19

2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ

0.09

(B) At Cu K-edge (9016 eV)
2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ

(C) At Ga K-edge (10,397–10,398 eV)

a

Values in parentheses: peak intensity ratio to the as-synthesized sample.

2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O were not observed for the
2 ðCO3 Þ
2
ﬁrst postedge peak at 9688 eV for ½ZnGaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
(Fig. 5D). The peak intensity decreased to 64% of that for the fresh
one in vacuum at 383 K and remained unchanged in CO2 at 290–
423 K (Table 2), suggesting speciﬁc interaction of Cu sites with
CO2 molecules.
The intensity of the ﬁrst postedge peak of the Ga K-edge XANES
2
of the fresh ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O sample at
2 ðCO3 Þ
10,398 eV decreased to 76% by heating at 383 K (Fig. 5C-e ? e383). The peak intensity remained the same upon introducing
CO2 at 290 K (spectrum e-CO2-290), but it increased again to 84%
of that of the fresh sample at 423 K (spectrum e-CO2-423,
2
Table 2C). In ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O, the extent of
2 ðCO3 Þ
recovery of the ﬁrst postedge peak intensity due to the interaction
with CO2 was in the following order: Cu sites > Zn sites > Ga sites.
The peak recovery was always enhanced by heating from 290 to
423 K, suggesting activated sorption of CO2 between the LDH
layers.

Table 3
Photocatalytic rates of CO2 reduction with H2 using LDH and reference photocatalysts.a
I
Photocatalyst

Formation rate (nmol h

1

Quantum yield (ppm)f

g1
cat )

Conversion

CH3OH

CO

R

13
(±1)
42
(±3)

30
(±2)
66
(±5)

43

0.01b

110

0.02b

2.8

0.83

3.6

0.02

250

1.5

0.19

1.7

0.03

Ga2O3e

<2

80
(±6)
79
(±6
620
(±6)
370
(±4)
580
(±6)
30
(±2)
47
(±3)

130

CuAZnOd

51
(±4)
170
(±14)
39
(±3)
130
(±10)
200
(±16)
<2

CH3OH

CO

Selectivity to CH3OH
(mol%)

(%, C-base)

R

(A) In H2 (21.7 kPa)
2
½Zn3 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ

30
(±3)
39
(±4)

(B) In CO2 (2.3 kPa) + H2 (21.7 kPa)
2
½Zn3 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
2
½Zn3 AlðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
2
½Zn1:5 Cu1:5 AlðOHÞ8 þ
2 ðCO3 Þ

 mH2 O

2
½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 Oc
2 ðCO3 Þ

II
Photocatalyst

660

0.16

500

0.11

780

0.16

30

0.006

39
(±4)
68
(±4)
5.9
(±0.5)
26
(±2)
26
(±2)
<7

47

0.01

<4

Formation rate per speciﬁc surface area
(nmol h1 m2)

Formation rate per amount of Cu
1

(nmol h1 mmolCu )

CH3OH

CO

R

CH3OH

CO

R

2
½Zn3 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ

0.19

0.43

0.62

–

–

–

2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ

0.74

1.2

1.9

13

20

34

2
 mH2 O
½Zn3 GaðOHÞ8 þ
2 ðCO3 Þ

0.73

1.1

1.9

–

–

–

2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ

3.0

1.4

4.4

53

25

78

0.68

11

12

–

–

–

2
½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 O
2 ðCO3 Þ

3.4

9.7

13

37

100

140

2
½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 Oc
2 ðCO3 Þ
CuAZnOd
Ga2O3e

5.3

15

21

56

160

220

<0.05
<1

0.73
23

0.73
23

<0.30
–

4.5
–

4.5
–

(A) In H2 (21.7 kPa)

(B) In CO2 (2.3 kPa) + H2 (21.7 kPa)

2
 mH2 O
½Zn3 AlðOHÞ8 þ
2 ðCO3 Þ

a

The catalyst amount was 100 mg. Values in parentheses are experimental errors for evaluation.
Calculated on the basis of molar amount of interlayer carbonate ions converted to methanol and CO.
The photon ﬂux illuminated using Model SX-UID502XAM was 2.5 times greater than other photocatalytic tests using Model UI-502Q in the comparison of the whole
wavelength region.
d
The CuAZnO catalyst was prepared via the reported inverse precipitation method starting from copper and zinc nitrates (atomic ratio Cu:Zn = 54:46) with NaHCO3 [27].
e
Commercial sample (Kanto Chemical, 99.0%). The major crystalline phase was a-Ga2O3.
f
Transmitted light intensity (Fig. S3) was subtracted from the incident light intensity for the evaluation.
b

c
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Similarly to the ﬁrst postedge in the Zn K-edge for
2
½Zn3 GaðOHÞ8 þ
 mH2 O, the intensity of the ﬁrst postedge
2 ðCO3 Þ
peak in the Ga K-edge spectrum decreased to 70% of the fresh
one and remained the same in CO2 at 290–423 K (Fig. 5E and
Table 2C, A), suggesting poor interaction of the Zn/Ga sites with
CO2 molecules.
3.4. Photocatalytic reduction rates of CO2
First, the reactivity of the interlayer carbonate ions of LDHs was
2
tested in 21.7 kPa of H2 for ½Zn3x Cux GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
(x = 0, 1.5) (Table 3I-A and Fig. 6A and B). Methanol was detected
as a byproduct using both catalysts under UV–visible light in addition to the major product of CO (70–61 mol%). The conversion of
carbonate ions into methanol + CO was 0.01–0.02%.
2
The photocatalysis of ½Zn3 GaðOHÞ8 þ
 mH2 O was tested
2 ðCO3 Þ
in 2.3 kPa of CO2 + 21.7 kPa of H2 under illumination by UV–visible
light (Fig. 6C). The major product was CO (selectivity 61 mol%), and
methanol was also formed. The catalyst was compared to
2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O (Fig. 6D). The formation rate
2 ðCO3 Þ
1
of CO was essentially identical (79 nmol h g1
cat ), whereas that of
1 1
methanol increased (170 nmol h gcat ) by a factor of 3.3 for
½Zn1:5 Cu1:5 GaðOHÞ8 2 ðCO3 Þ2  mH2 O. The methanol selectivity was
improved to 68 mol% (Table 3I-B).
2
Next, the ½Zn3 AlðOHÞ8 þ
 mH2 O catalyst was tested
2 ðCO3 Þ
2
(Fig. 6E) in comparison to the ½Zn3 GaðOHÞ8 þ
 mH2 O catalyst
2 ðCO3 Þ
(Fig. 6C). Total product formation rate was enhanced by a factor of
2
5.1 of ½Zn3 GaðOHÞ8 þ
 mH2 O by the substitution of Ga for
2 ðCO3 Þ
Al. The major product was CO (selectivity 94 mol%). Then the
2
½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 O catalyst (Fig. 6F) was compared
2 ðCO3 Þ
2
to the ½Zn3 AlðOHÞ8 þ
ðCO
 mH2 O catalyst. The total product
3Þ
2

formation rate decreased by 24%. Similarly to the Cu substitution
2
into ½Zn3 GaðOHÞ8 þ
 mH2 O, the methanol formation rate
2 ðCO3 Þ
2
was promoted by a factor of 3.3 of ½Zn3 AlðOHÞ8 þ
 mH2 O.
2 ðCO3 Þ
þ
2
The conversion using ½Zn1:5 Cu1:5 AlðOHÞ8 2 ðCO3 Þ  mH2 O was improved by increasing the light intensity of Model UI-502Q (0.11%)
to 2.5 times using Model SX-UID502XAM (0.16%, Table 3I-B) in the
comparison of the whole wavelength region.
The formation rates per speciﬁc surface area of catalyst and
those per amount of Cu are also summarized in Table 3II. Especially, a concern that 500-W high-intensity light may lead to a local
high temperature for the catalyst can be estimated based on the
formation rates per amount of Cu, although the catalyst temperature was monitored to be 305–313 K (Fig. S2). Conventional
CuAZnO catalyst was quite inactive per amount of Cu and formed
only CO. The Cu sites in LDH are CuII, which is normally considered
to be inactive for thermal methanol synthesis [27]. Further,
2
LDHs that do not contain Cu (½Zn3 GaðOHÞ8 þ
 mH2 O,
2 ðCO3 Þ
2
½Zn3 AlðOHÞ8 þ
ðCO
Þ

mH
O)
did
produce
methanol
(Table
3I-B).
3
2
2
Thus, the catalysis listed in Table 3 should be photocatalytic below
313 K.
The formation rates of water were between 0.5 and
1
2:0 lmol h g1
cat in the kinetic tests (Fig. 6C–F). These rates exceed
the amount of water that was catalytically formed as the products
of the following equations:

CO2 þ H2 ! CO þ H2 O
CO2 þ 3H2 ! CH3 OH þ H2 O:
This discrepancy is due to the desorption of interlayer water molecules of LDHs [15–19].
A control reaction experiment was performed using
2
½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 O in the absence of light
2 ðCO3 Þ
(Fig. 6BL-2). Another control experiment included a reaction

Fig. 7. Time course of photoreactions in CO2 (2.6 kPa) only in ﬁrst 3 h and in CO2
(2.6 kPa) + H2 (21.7 kPa) after 3 h from the start of the reactions for 100 mg of
2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O. Other reaction conditions and legends are the
2 ðCO3 Þ
same as those for Fig. 6.

Table 4
2
Comparison of photoconversion of gases over ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 Oa.
2 ðCO3 Þ
Condition

Formation rate
(nmol h

Fig. 6. Time course of photoreactions in only H2 alone (21.7 kPa; A, B) and in CO2
(2.3 kPa) + H2 (21.7 kPa) (C–F, BL-1, BL-2). One hundred milligrams of the LDH
catalyst was charged except for the blank test BL-1 (empty reactor):
2
2
½Zn3 GaðOHÞ8 þ
 mH2 O (A, C), ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O (B, D),
2 ðCO3 Þ
2 ðCO3 Þ
2
2
½Zn3 AlðOHÞ8 þ
 mH2 O (E), and ½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 O (F, BL-2).
2 ðCO3 Þ
2 ðCO3 Þ
The reactor was illuminated with a 500-W Xe arc lamp except for blank test BL-2
(reactor in darkness). CO2 (; diamond), H2O (N; triangle), CH3OH (j; square), and
CO (d; circle).

In
In
In
In
In
a
b

methanol (1.7 Pa), no light
methanol (1.7 Pa), under lightb
methanol (1.7 Pa) + H2 (21.7 kPa), no light
methanol (1.7 Pa) + H2 (21.7 kPa), under lightb
H2 (21.7 kPa), under lightb

The catalyst amount was 100 mg.
Photocatalytic tests using Model UI-502Q.

1

g1
cat )

CH3OH

CO

–
26
–
24
42

<2
26
<2
82
66
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Fig. 8. Dependence of the formation rates of methanol and CO on the cutoff wavelength for the photoreactions in CO2 (2.3 kPa) + H2 (21.7 kPa) for 100 mg of
2
2
½Zn3 GaðOHÞ8 þ
 mH2 O (A) or ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O (B). Sharp cutoff ﬁlters UV-32, L-37, L-42, or Y-48 were used at the exit of the Xe arc lamp. Other
2 ðCO3 Þ
2 ðCO3 Þ
reaction conditions and legends are the same as those for Fig. 6. (Inset) Action spectrum of product formation rates vs wavelength.

without any catalyst under the illumination of UV–visible light
(reactor only, Fig. 6BL-1). In both experiments, methanol and CO
were not found.
To ensure methanol formation starting from gaseous CO2 and
H2, the products were monitored when ½Zn1:5 Cu1:5 GaðOHÞ8 þ
2
ðCO3 Þ2  mH2 O was in 2.6 kPa of CO2 for the ﬁrst 3 h under UV–
visible light and then 21.7 kPa of H2 was added for the next 3 h,
keeping the UV–visible light on (Fig. 7). Methanol was not observed during the ﬁrst 3 h; however, upon the addition of H2 gas,
1
methanol formation started at a rate of 160 nmol h g1
cat over the
next 3 h. The formation rate was similar to that observed in
1
Fig. 6D. The methanol formation rate was only 42 nmol h g1
cat
for the reaction of interlayer carbonate with gaseous H2
(Table 3A). Thus, methanol was formed predominantly starting
2
from gaseous CO2 + H2 using ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O.
2 ðCO3 Þ
The stability of 1.7 Pa (0.13 lmol) of methanol was checked
2
over ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O in the presence/absence
2 ðCO3 Þ
of light and with/without H2. Methanol was stable in the absence
of light both with and without H2, and no CO desorption
was observed (Table 4). Instead, methanol adsorbed on
2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O at a rate of (more than)
2 ðCO3 Þ
1 1
510 nmol h gcat within 1 h.
Next, when the catalyst was under UV–visible light without H2,
most of adsorbed methanol desorbed within 15 min. The formation
1
rate of CO was 26 nmol h g1
cat , starting from methanol. When the
catalyst was under UV–visible light with H2, most of the adsorbed
methanol desorbed within 15 min again. The formation rate of CO
1
was 82 nmol h g1
cat starting from both methanol and the interlayer carbonate of LDH. The methanol amount increased at
1
24 nmol h g1
cat due to the balance of formation starting from car1
bonate of LDH reacted with H2 (42 nmol h g1
cat under a similar
photoreaction condition, Table 3A) and photodecomposition to
CO (Table 4).

(Fig. 8A) in accordance with the UV absorption edge, which can
be extrapolated to 222 nm (Fig. 3A-c). In addition, the CO formation rate dropped as the cutoff wavelength increased; however, a
1
signiﬁcant rate of formation (32 nmol h g1
cat ) was observed when
the cutoff wavelength was 370 nm. This trend may originate from
the UV absorption peak between 260 and 375 nm at the foot of the
2
main absorption edge for ½Zn3 GaðOHÞ8 þ
 mH2 O (Fig. 3A, in2 ðCO3 Þ
set c). The additional UV light absorption could be related to the
surface sites of LDH to transform CO2 to CO. When the cutoff wavelength was 420 nm, products were not detected using
2
½Zn3 GaðOHÞ8 þ
 mH2 O.
2 ðCO3 Þ
2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O was photocatalytically ac2 ðCO3 Þ
tive when the cutoff wavelength was less than 370 nm, but the
activity decreased to zero when the cutoff wavelength was
420 nm (methanol formation) or 480 nm (CO formation)
(Fig. 8B). This dependence is principally in accord with the UV–visible absorption edge, which can be extrapolated to 354 nm, but
slower CO formation when the cutoff wavelength was 420 nm
could be ascribed to a shoulder peak at the foot of the UV absorption edge and/or small visible light absorption between 400 and
480 nm (Fig. 3A-d). These trends are also clear in the action spectra
as insets of Fig. 8A and B. Major product formation corresponded to
2
wavelengths less than 320 nm for ½Zn3 GaðOHÞ8 þ
 mH2 O,
2 ðCO3 Þ
whereas both methanol and CO formation corresponded to wave2
lengths centered at 390 nm for ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O.
2 ðCO3 Þ

3.5. Dependence of photocatalytic reduction of CO2 on light
wavelength and catalyst durability
The dependence of rates of methanol and CO formation from
CO2 + H2 gases on light wavelength was investigated for
2
2
½Zn3 GaðOHÞ8 þ
 mH2 O and ½Zn1:5 Cu1:5 GaðOHÞ8 þ
2 ðCO3 Þ
2 ðCO3 Þ 
mH2 O photocatalysts using several sharp cutoff ﬁlters (Fig. 8).
2
Methanol formation using ½Zn3 GaðOHÞ8 þ
 mH2 O de2 ðCO3 Þ
creased sharply as the cutoff wavelength increased to 320 nm

Fig. 9. Time course of photoreactions in CO2 (2.3 kPa) + H2 (21.7 kPa) for 100 mg of
2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O for 20 h. Other reaction conditions and legends
2 ðCO3 Þ
are the same as those for Fig. 6.
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2
Finally, the durability of the ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
catalyst was tested for 20 h. The photocatalyst exhibited the best
selectivity to methanol (68 mol%) in 5 h (Table 3B and Fig. 6D).
In the 20-h test, methanol formation continued and the selectivity
was 68–57 mol% (Fig. 9). In every 5 h, the methanol formation rate
gradually decreased, starting from 79, to 57, 30, and then
1
19 nmol h g1
cat , whereas the CO formation rate remained constant
1
(36 nmol h g1
cat Þ for 20 h. Throughout the 20-h test, no other
products were found except for methanol, CO, and water.

4. Discussion
4.1. Catalyst syntheses and photocatalysis
LDH compounds were synthesized with chemical compositions
2
 mH2 O, where M was Al or Ga and the
½Zn3x Cux MIII ðOHÞ8 þ
2 ðCO3 Þ
x value was 0–1.5. The synthesis of the LDH structure was conﬁrmed on the basis of the XRD spectra (Fig. 1a–c). The divalent
Cu was successfully incorporated into the octahedral sites in the
cationic layers with a maximum Cu:Zn atomic ratio of 1:1, as conﬁrmed by Cu and Zn K-edge XANES spectra (Fig. 4A and B). The
incorporation of Cu with a maximum Cu:Zn atomic ratio of 7:3
III
2
was reported for ½Zn3x Cux Al ðOHÞ8 þ
 mH2 O [27]. In the
2 ðCO3 Þ
case where M was Ga and the x value was 1.5, the diffraction peaks
derived from the impurity phase(s) were observed in the XRD
spectrum at 2hB = 27.9°, 30.3°, 35.7°, 57.3°, and 62.9° (Fig. 1d).
2
The SBET value of ½Zn3 GaIII ðOHÞ8 þ
 mH2 O was slightly high2 ðCO3 Þ
III
2
er (70 m2 g1) than that of ½Zn3 Al ðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
2 1
(57 m g ; Table 1). The SBET value decreased by 19–34% when
equimolar amounts of Cu and Zn metal were included in the LDHs
and when M was either Al or Ga. The coagulated ﬂat ﬂakes smaller
than 100 nm in the SEM images were suggested to be stacked lay2
ers of ½Zn3 AlðOHÞ8 þ
 mH2 O (Fig. 2).
2 ðCO3 Þ
2
Synthesized LDHs formulated as ½Zn3x Cux MIII ðOHÞ8 þ
2 ðCO3 Þ 
mH2 O were applied to the photocatalytic reduction of CO2 (Table 3
and Fig. 6). First, the conversion of interlayer carbonate ions of
2
½Zn3x Cux GaðOHÞ8 þ
 mH2 O (x = 0, 1.5) was tested in the
2 ðCO3 Þ
presence of H2 gas. Methanol formation was conﬁrmed at rates of
1
13—42 nmol h g1
cat and the total conversion of carbonate to methanol + CO was 0.01–0.02% (Table 3A). The CO2 formation derived
from the carbonate ions was of the same or a slightly higher order
than the formation of methanol and CO (Fig. 6A and B). Because
the interlayer carbonate ions balance the charge with the
½Zn3x Cux GaðOHÞ8 þ cation layers, it could be difﬁcult to convert
and remove carbonate ions from the interlayer space if an extra carbonate source or alternative anion source were not provided.
Photocatalytic methanol formation tests were performed in
the presence of CO2 and H2 gases using several LDH samples in
comparison to a conventional CuAZnO catalyst and Ga2O3, which
have primarily an a-crystalline phase (Table 3B). This is the ﬁrst
report to synthesize methanol starting from CO2 and H2
using photocatalysts under only UV–visible light. When
2
½Zn3x Cux AlðOHÞ8 þ
 mH2 O (x = 0, 1.5) catalysts were used,
2 ðCO3 Þ
CO (selectivity 94–74 mol%) was a major product. In this study,
exclusive CO photoformation was reported using Rh/TiO2 [29],
ZrO2 [30,31], MgO [32], and Ga2O3 [33], and was observed using
CuAZnO or Ga2O3 (Table 3B). Among the LDH samples tested in
2
this study, ½Zn3x Cux AlðOHÞ8 þ
 mH2 O catalysts were the
2 ðCO3 Þ
most active. The conversions (0.16–0.11%) were an order of magnitude greater than those obtained using references CuAZnO and
Ga2O3 (0.01–0.006%). The formation of methanol + CO was accel1
erated by increasing the light intensity (500 nmol h g1
cat ) to 2.5
1 1
times (780 nmol h gcat ) for ½Zn1:5 Cu1:5 AlðOHÞ8 2 ðCO3 Þ2  mH2 O
in the comparison of the whole wavelength region. Methanol
was the major product when the ½Zn1:5 Cu1:5 GaðOHÞ8 2 ðCO3 Þ2 

mH2 O photocatalyst was used (selectivity 68 mol%; Table 3I-B).
Photocatalytic conversion of CO2 into methanol in aqueous solution was reported using Co-phthalocyanine/TiO2 [11] and Nd3+/
TiO2 [12]. The maximum formation rates of methanol were 9.3
1
and 23 lmol h g1
cat , respectively, in addition to a higher forma1
tion rate of formic acid using CoPc/TiO2 (150 lmol h g1
cat ). The
disadvantage of LDH catalysts for slower photoconversion of
CO2 using hydrogen in this study may be due to slow gas diffusion in the interlayer space compared to the cases in these
references.
The dependence of the photocatalytic methanol formation rate
on the light wavelength (Fig. 8) was compared to the UV–visible
absorption spectra for ½Zn3 GaðOHÞ8 2 ðCO3 Þ2  mH2 O (Fig. 3A-c
and A-d). The higher limit of the wavelength used to form metha2
nol was between 370 and 420 nm for ½Zn1:5 Cu1:5 GaðOHÞ8 þ
2 ðCO3 Þ 
mH2 O (Fig. 8B), in accordance with the UV absorption edge extrapolated to 354 nm or the foot (400 nm) of a smaller shoulder on the
absorption edge (Fig. 3A-d). The higher limit of wavelengths at
which methanol formed was less than 320 nm for
2
½Zn3 GaðOHÞ8 þ
 mH2 O (Fig. 8A), in accordance with the
2 ðCO3 Þ
UV absorption edge extrapolated to 222 nm (Fig. 3A-c). The CO
formation rates also decreased as the cutoff wavelength increased;
however, the trend was less steep than for methanol, and thus,
the CO selectivity was 100 mol% when the cutoff wavelength
2
was 370 nm
(½Zn3 GaðOHÞ8 þ
 mH2 O) and 420 nm
2 ðCO3 Þ
2
(½Zn1:5 Cu1:5 GaðOHÞ8 þ
ðCO
Þ

mH
O)
(Fig.
8). These minor differ3
2
2
ences probably occur because the UV–visible absorption is the
electronic transition to the energy level slightly below the bottom
of the conduction band and this level was derived from the surface
sites selective for transforming CO2 into CO.
The action spectra in the insets of Fig. 8A and B were compared
to the light intensity distribution for Model UI-502Q obtained
using a USR40 spectroradiometer (Ushio). Compared to the light
intensity peak centered at 380 nm (not shown), the quantum yield
2
for methanol formation using ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
was evaluated at 1.5 ppm (Table 3I-B). The quantum yield for all
products was 1.7 ppm. On the other hand, the action spectrum
2
for ½Zn3 GaðOHÞ8 þ
 mH2 O (Fig. 8A, inset) was compared
2 ðCO3 Þ
to the light intensity peak centered at 315 nm. The quantum yields
for methanol and CO were 2.8 and 0.83 ppm, respectively
(Table 3I-B). As the bandgap of LDHs that do not contain Cu was
wider (5.6–5.7 eV), they would utilize UV light only between 200
and 220 nm (Fig. 3A).
The methanol formation and minor CO formation using the
2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O photocatalyst was conﬁrmed
2 ðCO3 Þ
for as long as 20 h (Fig. 9), suggesting the suitability of the photocatalysts to capturing CO2 and converting it to fuel under continuous natural light. The gradual decrease of the methanol formation
rate may be affected by the readsorption of product methanol in
contrast to the constant formation rate for CO, because product
2
CO readsorption on ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O catalyst
2 ðCO3 Þ
should be weaker.
2
For ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O under UV–visible light,
2 ðCO3 Þ
1
the methanol formation rates increased from 42 nmol h g1
cat in
1
H2 to 170 nmol h g1
in
CO
+
H
(Table
3).
The
presence
of car2
2
cat
bonate is possibly the key to methanol photosynthesis; however,
gaseous CO2 promoted the formation rates by a factor of 4.0. On
the other hand, the catalyst under UV–visible light produced no
product in CO2 and the photocatalysis required the addition of
H2 to the system (Fig. 7). No methanol was detected after the catalyst was suspended in deionized water under UV–visible light for
5 h (see the Supporting materials). Furthermore, no impurity that
contained carbon was included in the reagents used throughout
the LDH syntheses, except for sodium carbonate. Therefore, the
source of methanol was gaseous CO2 and interlayer carbonates.
The photoconversion of carbonates to methanol was favorable in
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the presence of gaseous CO2 and it most likely compensated for the
interlayer anions.
4.2. Spectroscopic insight and reaction mechanism of photocatalysis
The speciﬁc photocatalysis thus found to form methanol from
CO2 were correlated with the desorption trend of interlayer molecules (water and/or carbonates) and the adsorption of the substrate. The LDH structure is ultimately simple from the viewpoint
of heterogeneous catalysis because all the surface sites are hydroxy
groups bound to [MO6] octahedra and the type of metal elements
(Zn, Cu, Ga, or Al) is the only difference (Scheme 1A). The presence
or absence of interlayer molecules was difﬁcult to monitor using
EXAFS. However, the ﬁrst postedge peak (9688–9689 eV at the
Zn K-edge, 9016 eV at the Cu K-edge, and 10,397–10,398 eV at
the Ga K-edge) was found to be a critical indicator of the presence
or absence of these molecules (Fig. 5).
2
For the LDH compound ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O,
2 ðCO3 Þ
which was the most methanol-selective, the intensity of the ﬁrst
postedge peak at the Zn K-edge decreased to 65% of that for the
fresh one in vacuum at 383 K due to the loss of structural water
molecules and/or carbonates. The Zn K postedge peak intensity de2
creased similarly for Cu-free ½Zn3 GaðOHÞ8 þ
 mH2 O to 64%
2 ðCO3 Þ
of that for the fresh one. The peak intensity increased to 83% in
CO2 at 423 K in the former Cu-containing LDH, whereas the peak
remained unchanged for the latter Cu-free LDH in CO2 at 290–
423 K.
The desorption–adsorption trend monitored at the Zn K-edge
2
for ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O was also evident in both
2 ðCO3 Þ
the Cu and the Ga K-edge spectra. The recovery extent (=peak
increase due to CO2 sorption/peak decrease caused by the loss of
water and carbonates) of the ﬁrst postedge peak intensity in the
normalized XANES spectra was of the following order: Cu sites
(63%) > Zn sites (51%) > Ga sites (11%). In contrast, the ﬁrst Ga K
postedge peak remained unchanged for Cu-free ½Zn3 GaðOHÞ8 þ
2
ðCO3 Þ2  mH2 O in CO2 gas at 290–423 K.
More importantly, the methanol formation rate was enhanced
2
by a factor of 3.3 by adding Cu to ½Zn3 GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
(Table 3B). The Cu site should play the photocatalytic role by binding CO2 and coupling it with protons and photogenerated electrons, presumably utilizing a CuI and CuII redox couple. This
binding between CO2 and Cu in turn affects the multiple scattering
region of Zn and Ga sites as well, because interlayer hydroxy
groups shared by Cu and Zn (Scheme 2a, M = Zn) and by Cu and
Ga (Scheme 2a, M = Ga) inserted CO2 to form hydrogen carbonate
(Schemes 2b and 1B). The steps b ? c ? d in Scheme 2 should be
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promoted utilizing the CuI and CuII redox couple. Further reduction
steps e ? f, f ? g, g ? h, and h ? a should be also coupled with the
CuI and CuII redox to ﬁnally produce methanol. If the species e is
dehydrated, another catalytic cycle can be proposed to regenerate
species a. A clear explanation cannot be given at the moment for
why methanol and CO were exclusively obtained in the catalytic
cycles of Scheme 2. Formic acid and formaldehyde may be unstable
and/or insensitive by the gas-phase sampling of heterogeneous
catalysis using GC.
The role of the CuI sites supported on TiO2 in the CO2 photoreduction in alkaline aqueous solution under the UV light was suggested [48]. The formation of carbonate species over a MgO
catalyst was proposed, but the previous studies suggested it to
be inactive or to only lead to CO formation in H2 gas [32]. The discrepancy between these previous studies and this study should be
due to the presence or absence of Cu sites.
2
Photocatalytic activity of ½Zn3x Cux AlðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
2
was greater than that of ½Zn3x Cux GaðOHÞ8 þ
ðCO
Þ

mH
3
2 O. The
2
exact photocatalytic role of MIII sites is not known at present.
One of the possibilities is the 50-nm difference of the UV light
absorption edge between MIII = Ga and Al (Fig. 3A-d and A-b).
The peaks of product formation rates in the action spectrum for
2
½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O centered at 390 nm (Fig. 8B,
2 ðCO3 Þ
inset) were fairly close to the light intensity peak from the Xe arc
lamp centered at 380 nm. The wavelength shift of 50 nm toward
2
the higher energy side for ½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
may be serious because intense light centered at 380 nm did not
contribute to the charge separation for the catalyst. A decrease in
basicity from substituting an Al site for Ga in the layered structure
was reported [49]. The afﬁnity of Ga sites in LDHs with CO2 was
suggested [26].
The photocatalytic energetic is depicted in Scheme 3. The band2
gap values (5.7–4.1 eV) estimated for ½Zn3 AlðOHÞ8 þ
 mHþ
2O
2 ðCO3 Þ
and ½Zn1:5 Cu1:5 AlðOHÞ8 2 ðCO3 Þ2  mH2 O were greater than that for
ZnO, enabling CO2 photoreduction at relatively higher potentials
to form methanol at 0.32 V and to form CO at 0.11 V by supplying
photoexcited electrons to CO2 in the conduction band. On the other
hand, photogenerated holes in the valence band were neutralized
with electrons formed during H2 oxidation (0 V). This trend and elec2
tron ﬂow are also evident for ½Zn3x Cux GaðOHÞ8 þ
 mH2 O
2 ðCO3 Þ
(bandgap values estimated as 5.6–3.5 eV; Table 1B). The selectivity
to produce methanol vs CO formation increased by adding Cu to
2
½Zn3 MIII ðOHÞ8 þ
 mH2 O (M = Al, Ga; Table 3). The bandgap
2 ðCO3 Þ
became narrower with the addition of Cu; however, the potential
for the methanol formation step (CO2 + 6H+ + 6e ? CH3OH + H2O)
[2] was 0.21 V higher than that for the CO formation step (Scheme 3).

Scheme 2. Proposed photocatalytic catalytic cycle of CO2 reduction to methanol or CO over ZnACuAGa LDH catalysts.
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2
2
Scheme 3. Energy levels at the bandgap for ZnO, ½Zn1:5 Cu1:5 AlðOHÞ8 þ
 mH2 O, and ½Zn3 AlðOHÞ8 þ
 mH2 O vs the reaction potentials for each step of CO2
2 ðCO3 Þ
2 ðCO3 Þ
reduction to methanol/CO and H2 oxidation to protons.

Thus, the selectivity of CO2 photoreduction was not controlled by the
energetics of reaction steps in the viewpoint of electron ﬂow
[36,45,50–52], but the adsorption of CO2 and the stability of the reduced species, as probed by Zn, Cu, and Ga K-edge XANES spectra
(Fig. 5), should be critical.

5. Conclusions
2
LDH compounds formulated as ½Zn3x Cux MIII ðOHÞ8 þ
2 ðCO3 Þ 
þ
III
mH2 O, where x was within the range 0–1.5 and M was Al or GaIII,
were synthesized and an ordered layer structure consisting of octahedral Zn, Cu, Al, and/or Ga sites was conﬁrmed. Under UV–visible
light illumination, these LDH compounds synthesized methanol
2
starting from CO2 + H2 for the ﬁrst time. ½Zn3 AlðOHÞ8 þ
2 ðCO3 Þ 
mH2 O was the most active, producing CO with 94 mol% selectivity
2
(0.16% conversion). ½Zn1:5 Cu1:5 GaðOHÞ8 þ
 mH2 O was the
2 ðCO3 Þ
most selective for producing methanol (68 mol%) at 0.03% conversion. The photocatalytic rates can be enhanced 45% by increasing
the light intensity by 2.5 times in the comparison of the whole
wavelength region. Catalytic methanol formation was conﬁrmed
on the basis of blank tests performed in the absence of a catalyst
under UV–visible light, in the absence of any light with a catalyst,
in H2 or CO2 gas with a catalyst under UV–visible light, dependence
on cutoff wavelength, and suspended catalyst in deionized water
under UV–visible light. The inclusion of Cu sites in the LDH layers
improved the methanol selectivity. The bandgap (3.5–5.7 eV) was
wide enough to proceed with the reaction steps CO2 þ 6Hþ þ
6e ! CH3 OH þ H2 O and CO2 þ 2Hþ þ 2e ! COþH2 O at relatively negative reaction potentials. The key factor for determining
the selectivity to methanol vs CO was suggested to be the binding
of CO2 at the Cu sites as hydrogen carbonate species
CuAO(AZn)AC(OH)@O and CuAO(AGa)AC(OH)@O, as demonstrated in the X-ray absorption spectra.
Supporting text to verify photocatalytic methanol formation derived from CO2: Fig. S1 depicts the photocatalytic reactor used in
this study, Fig. S2 monitors the temperature of the reaction cell

during the photocatalysis, and Fig. S3 evaluates the transmitted
light intensity through catalyst layer in the reactor.
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