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Abstract: 
 
In this study, series of CexZryMnzO2/r-Al2O3 catalysts were prepared by impregnation method 
and explored to co-purification of NOx and Hg0 at low temperature. The physical and chemical 
properties of the catalysts were investigated by XRD, BET, FTIR, NH3-TPD, H2-TPR, and XPS. 
The experimental results showed that 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 yielded higher conversion 
on co-purification of NOx and Hg0 than the other prepared catalysts at low temperature, 
especially at 200–300 °C. 91% and 97% convert rate of NOx and Hg0 were obtained, 
respectively, when 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 catalyst was used at 250 °C. Moreover, the 
presence of H2O slightly decreased the removal of NOx and Hg0 owing to the competitive 
adsorption of H2O and Hg0. When SO2 was added, the removal of Hg0 first increased slightly and 
then presented a decrease due to the generation of SO3 and (NH4)2SO4. The results of NH3-TPD 
indicated that the strong acid of 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 improved its high-temperature 
activity. XPS and H2-TPR results showed there were high-valence Mn and Ce species in 10% 
Ce0.2Zr0.3Mn0.5O2/r-Al2O3, which could effectively promote the removal of NOx and Hg0. 
Therefore, the mechanisms of Hg0 and NOx removal were proposed as Hg (ad) + [O] → HgO 
(ad), and 2NH3/NH4

+ (ad) + NO2 (ad) + NO (g) → 2 N2 + 3H2O/2H+, respectively. 
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Article: 
 
Introduction 
 
Up to now, the burning of coal releases large amounts of nitrogen oxides (NOx) and elemental 
mercury (Hg0) into the atmosphere, especially in China (Yu et al. 2017; Hu et al. 2015). NOx 
leads to global climate change, but it also causes haze, acid rain, and other secondary pollution 
(Zhao et al. 2015). Hg0 has caused great harm to humans and the environment because of its high 
volatility, long persistence, and strong bioaccumulation properties (Zhang et al. 2017). NOx and 
Hg0 are extremely harmful to the human body, and as major pollutants, they urgently need to be 
controlled (Li et al. 2017; He et al. 2016). 
 
Various methods and techniques have been implemented to control NOx and Hg0 emissions 
(Yang et al. 2015; He et al. 2014; Liu et al. 2016, 2017, 2018), such as selective catalytic 
reduction (SCR) and activated carbon injection (ACI) (Yang et al. 2015; Karami and 
Salehi 2012; Rallo et al. 2012). However, simultaneous removal of NOx and Hg0 is more 
attractive to researchers and society in general (Fernández-Miranda et al. 2016; Zhao et al. 2015; 
Li et al. 2015; Wang et al. 2015). Recently, studies have shown that catalysts for SCR of 
NOx can promote oxidation of Hg0 (Fernández-Miranda et al. 2016). Therefore, low-cost SCR is 
one of the most promising ways to simultaneously remove NOx and Hg0 (Zhao et al. 2015; Li et 
al. 2015). 
 
However, the operating temperature of SCR is usually above 300 °C in terms of obtaining good 
catalytic activity (Li et al. 2011; Benson et al. 2005). However, it will limit the physical 
adsorption of Hg0 and increase operating costs, hindering the application of SCR technology 
(Zhou et al. 2016a; Presto and Granite 2006). The conventional carrier for conventional SCR 
catalysts is TiO2. TiO2 has a low specific surface area and a poor thermal stability, which limits 
its application in the SCR technology (Zhang et al. 2015). Therefore, it is necessary to develop 
efficient SCR catalysts with high specific surface area that could be applied at low temperature. 
Scientists have carried out many innovative studies on low-temperature catalytic removal of 
NOx and Hg0 (Zhao et al. 2015; Li et al. 2015; Wang et al. 2015), including optimizing the 
synthesis method and optimizing the components of the catalyst to improve its performance 
(low-temperature activity and stability). The method of optimizing the catalyst composition is 
easier and safer than the synthesis, attracting many researchers (Li et al. 2011; Guo et al. 2014). 
Additionally, the working temperature of the SCR catalyst can be reduced by doping metal or 
metal oxide in the carrier, which increases catalytic reduction efficiency (Deng et al. 2014; 
Gunnarsson et al. 2015; Cao et al. 2015; Zhao et al. 2015). 
 
The r-Al2O3 substrate has been used by many researchers as a carrier of SCR because of its large 
surface area and good stability (Cao et al. 2015; Zhao et al. 2015; Qu et al. 2014). In addition, 
MnOx has different types of oxygen that can complete the catalytic cycle (Shen et al. 2013; Chen 
et al. 2012), and MnOx has high activity for low-temperature SCR of NO, associated with 
different Mn valence states (Su et al. 2013; Kima et al. 2010; Wu et al. 2007). However, when 



directly exposed to a SO2 atmosphere, MnO2 is easily vulcanized, causing catalyst poisoning (Jin 
et al. 2014; Wang et al. 2013). CeO2 has excellent oxygen storage and redox properties and is 
used to improve the SCR activity and resistance to SO2 (Zhang et al. 2012; Chang et al. 2012; 
Wang et al. 2014). In fact, the CeO2-based catalysts have been deeply discussed on the research 
of removing NOx and mercury. Meanwhile, the incorporation of other metal oxides into the 
CeO2 lattice is generally considered to achieve better redox and sulfur resistance of catalyst (Xu 
et al. 2008; Du et al. 2012). In addition, Mn-Ce mixed oxides have excellent low-temperature 
mercury removal performance (Yang et al. 2017a). Moreover, studies have shown that the 
introduction of Zr into CeO2 can increase the lattice oxygen transfer rate and improve the quality 
of redox reactions (Esteves et al. 2011; Kim et al. 2012). Therefore, with CeaZrbMncOx as the 
active ingredient and r-Al2O3 as the substrate, simultaneous removal NOx and Hg0 is promising. 
However, few studies have studied CeaZrbMncOx/r-Al2O3 for low-temperature simultaneous 
removal of NOx and Hg0, and the mechanism for simultaneous removal of NOx and Hg0 rarely 
been reported. 
 
Therefore, in order to understand the catalytic mechanism of simultaneous removal of NO and 
Hg0 and the roles of SO2 and H2O properties on the function and lifetime of the catalyst, 
CexZryMnzO2/r-Al2O3 was synthesized and characterized by X-ray diffraction (XRD), Brunauer-
Emmett-Teller (BET) method, Fourier transform infrared spectroscopy (FTIR), temperature-
programmed desorption of NH3 (NH3-TPD), temperature-programmed reduction of H2 (H2-
TPR), and X-ray photoelectron spectroscopy (XPS) in this study. 
 
Experimental 
 
Catalyst preparation 
 
All the catalysts in this study were prepared by impregnation method. The r-Al2O3 was first dried 
at 105 °C for 2 h and then calcined at 300 °C to remove some of the impurities on the surface. 
After that, Mn(CH3COO)2·4H2O(Sinopharm Chemical Reagent Co., Ltd., AR), Ce(NO3)3·6H2O 
(Aladdin Industrial Corporation, 99.5%), and Zr(NO3)4·5H2O (Shanghai Chemical Reagent Co., 
Ltd., AR) were dissolved in deionized water and used as precursors. The calcined r-Al2O3 was 
then immersed in the aqueous solution at room temperature for 12 h. After filtration, the solid 
product was dried at 120 °C and then calcined in air at 600 °C for 4 h. The sample was finally 
crushed and sieved through 100–120 mesh. A series of catalysts were prepared by varying the 
concentration of the precursor as described above. 
 
Catalytic performance test 
 
Series of experiments were carried out to study the activities of the catalysts. A schematic 
diagram of the experimental setup was shown in Fig. 1. 
 



 
Figure 1. Schematic diagram of the experimental setup. 1 Three-way valve. 2 Water bath. 3 
Water bath. 4 Source of mercury. 5 The gas distribution system. 6 Tubular furnace. 7 Condenser. 
8 Flue gas analyzer. 9 Hg0 analyzer. 10 Carbon trap. 11 10% NaOH. 12 Terminal 
 
In this study, the catalyst was placed in a fixed-bed continuous-flow quartz reactor with an inner 
diameter of 10 mm. The catalytic activity for removing NOx and Hg0 was carried out at 100 to 
400 °C under 40,000 h−1 gas hourly space velocity (GHSV). The simulated flue gas (SFG) was 
controlled precisely by the mass flow controller, including 1000 ppm NO, 1000 ppm NH3, 10% 
O2, 1000 ppm SO2 (when used), and N2 (as a balance). Mercury vapor was produced by a 
mercury permeation tube (VICI Metronics, Poulsbo, WA, USA), which produced 40.0 μg/m3 of 
mercury vapor. Mercury vapor is carried by 300 mL/min pure N2. When used, 5 vol% H2O was 
precisely controlled by a peristaltic pump and injected into the tetrafluoroethylene tubes. H2O 
was carried by 200 mL/min pure N2 and then mixed with SFG. All the tetrafluoroethylene tubes 
through which Hg0 and water vapor passed were wrapped in a temperature-controlled heating 
zone and heated to 60 °C to prevent Hg0 and water vapor condensation. 
 
The gas was introduced into the reactor at a feed rate of 933 mL/min (volume velocity 
40,000 h−1) by the gas distribution system (PQ-07QPP, China). The NOx and Hg0 concentrates at 
the inlet (NOxin/Hg0

in) and the outlet (NOxout/Hg0
out) were measured by a flue gas analyzer 

(NOVA plus RCU, MRU-Instruments, Neckarsulm-Obereisesheim, GER) and an online 
measurement instrument (VM-3000, GER). Prior to entering the mercury analyzer, the acid gas 
and NH3 were removed by the conditioning unit with 10% NaOH solution. At the same time, 
water vapor was removed through the condenser. When the reaction temperature reached the 
preset temperature for 30 min, the reaction reached a steady state, and data were recorded. 
Hg0 and NOx conversions were defined by Eqs. (1) and (2), respectively. 
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𝜂𝜂Hg(%) =
Hgin0 − Hgout0

Hgin0
× 100% 

 

(1) 

𝜂𝜂NOχ(%) =
NOχin − NOχout

NOχin
× 100% 

(2) 

 
Characterization 
 
The X-ray diffraction experiments were performed to understand the crystal structure of the 
catalyst. The XRD pattern of the samples was recorded at room temperature using Cu-Kα 
radiation (λ = 0.1540 nm) in a Rigaku D/mas-2500 powder diffractometer (Rigaku, Tokyo, 
Japan). Data were collected in the range of 10° to 80° scattering angle (2θ) in steps of 0.02° with 
a detection condition of 40 kV and 200 mA. 
 
The BET surface area, pore volume, and average pore size are very important physical properties 
in understanding the catalyst, and they were obtained from the N2 adsorption isotherm using a 
Micromeritics Tristar II 3020 analyzer (Micromeritics Instrument Corp., Norcross, GA, USA). 
The BET specific surface area was obtained by multipoint linear fitting, and the pore volume was 
obtained by the single condensation point method (where P/Po = 0.9963). The pore structure was 
determined by the adsorption isotherm. Average pore size was calculated using the formula 
4V/A (where V is the pore volume, and A is the adsorption BET specific surface area). 
 
FTIR spectroscopy was performed using a Shimadzu (Kyoto, Japan) FTIR-8400S IRprestige-21 
instrument to study the chemical composition of the catalyst. FTIR spectra were recorded with 
20 scans at a spectral resolution of 2 cm−1. The sample powder (2 mg) was mixed with KBr 
(200 mg, spectrally) and then compressed on a hydraulic press. 
 
The NH3-TPD was performed on an AutoChem II automatic chemical adsorption device 
(AutoChem II 2920, Micromeritics) to obtain surface acidity. First, a 200-mg sample was 
pretreated with airflow (30 mL/min) at 500 °C for 30 min. The samples were then cooled to 
100 °C, exposed to NH3 equilibrium, and rinsed with pure He at the same temperature to avoid 
adsorption of NH3. Thereafter, the NH3-saturated sample was heated to 700 °C in He at a heating 
rate of 10 °C/min. 
 
The H2-TPR experiment was carried out to characterize the reduction of the samples using an 
AutoChem II 2920 (Micromeritics). Prior to analysis, a 50-mg sample was treated at 300 °C for 
30 min in a 50-mL/min He stream, and the sample was cooled below 100 °C. Then, the reactor 
temperature was raised from 100 to 700 °C at a rate of 10 °C/min while the consumption of 
nitrogen was recorded. 
 
The XPS measurements were performed on an ESCALab250i-XL electron spectrometer 
(Thermo Fisher VG Scientific, Waltham, MA, USA) using 300 W AlKα S3 radiation to obtain 
the oxidation state on the surface of the catalyst. The base pressure was about 3 × 10−9 mbar, and 
the binding energies were referenced to the C1s line at 284.8 eV from adventitious carbon. 
 
Results and discussion 



 
Catalyst performance 
 
Catalyst activity of x% Ce0.2Zr0.3Mn0.5/r-Al2O3. The simultaneous removal of NOx and Hg0 in 
the simulated flue gas was investigated at 40,000 h−1 GHSV and the results were shown in Fig. 2. 
 

 
Figure 2. The influence of loaded mass of Ce0.2Zr0.3Mn0.5O2 on co-purification of a Hg0 

and b NOx (reaction condition: 42.0 μg/m3 Hg0, 1000 ppm NO, NH3/NO: 1, 10% O2, GHSV 
40,000 h−1) 
 
Figure 2 showed that the catalytic activity was significantly affected by the loading active 
ingredient. With an increase in the loading, the Hg0 and NOx conversion ratio first increased and 
then showed different levels of decline; 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 achieved a conversion of 
Hg0 and NOx of up to 97 and 91% at 250 °C, respectively. It was the best catalytic reduction 
performance of all catalysts tested. The 8% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 has a less denitrification 
performance of than 6% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 and 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3. It is 
probably due to the weaker coordination between metal oxides, making the catalyst less active 
than the active component dispersed 6% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 (Wang et al. 2017). This 
indicates that the interaction between metal oxides may be the main reason for the high activity 
of the catalyst. The BET results showed that the catalyst with a loading of 10% had the largest 
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BET surface area. It shows that the proper loading of active ingredients helps to provide larger 
specific surface area and stronger metal oxide interactions. When the loading was increased to 
12%, the conversion efficiency appeared to decrease, indicating that the micropores of the 
catalyst may have become clogged. Optimization of active ingredient loading contributed to the 
best performance by 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3. 
 

 
Figure 3. The effect of molar ratio on the simultaneous removal of Hg0 and NOx over 10% 
CexZryMnzO2/r-Al2O3: a Hg0 conversion efficiency and b NOx conversion efficiency (reaction 
conditions: 42.0 μg/m3 Hg0, 1000 ppm NO, NH3/NO: 1, 10 vol% O2, GHSV 40,000 h−1) 
 
Effect of the Ce: Mn molar ratio. In order to further study the influence of the molar ratio of 
Ce: Mn on the redox properties of the catalysts, a series of catalysts which 10% loaded mass and 
different molar ratio were prepared. And the performances of NOx and Hg0 removal of those 
catalysts were also explored. The results were shown in Fig. 3. 
 
It was obviously that the conversion of Hg0 and NOx were significantly affected by the Ce: Mn 
molar ratio. With the increase of the molar ratio of Ce: Mn, the conversion of Hg0 and 
NOx increased first and then decreased. The conversion of Hg0 and NOx were obtained 97 and 
91%, respectively, at 250 °C when the Ce: Mn molar ratio was 0.3: 0.5. It might be due to a more 
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catalytic synergy between Mn4+ species and Ce3+ in the catalyst when Ce: Mn molar ratio was 
0.3: 0.5, which would be more conducive to the catalytic purification of Hg0 and NOx (Yang et 
al. 2018). Cao et al. (2014) found that the presence of Mn4+ significantly promoted the 
NOx conversion rate in NH3-SCR. It had already been reported that the amount of Ce could 
effectively change the catalyst grain size, which would greatly enhance its reduction ability 
(Shen et al. 2013). However, when the Ce: Mn molar ratio was further increased and over 
0.3:0.5, the performance of the catalysts were obviously decreased. It might due to the lowering 
of the catalytic synergy of the catalyst, which resulted in the decrease of the oxygen storage 
capacity and catalytic activity of the catalyst. 
 

 
Figure 4. The effect of roasting temperature on the simultaneous removal of Hg0 and NOx over 
10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3: a Hg0 conversion efficiency and b NOx conversion efficiency 
(reaction conditions: 42.0 μg/m3 Hg0, 1000 ppm NO, NH3/NO: 1, 10 vol% O2, GHSV 
40,000 h−1) 
 

https://link.springer.com/article/10.1007/s11356-018-2199-4/figures/4


Effect of roasting temperature. When treated at different calcination temperatures, the catalysts 
have different texture properties, oxygen storage properties, and surface acidities (Wang et 
al. 2015; Prabhakaran et al. 2017). So, the calcination temperature is one of the key parameters in 
the preparation of a catalyst. The effect of roasting temperature on the performance of the 
catalyst was studied by preparing a series of catalysts at different roasting temperatures regarding 
their activities. The effects of different calcination temperatures on the simultaneous removal 
NOx and Hg0 by 10% Ce0.2Zr0.3Mn0.5 were shown in Fig. 4. 
 
Figure 4 showed that as the calcination temperature increased, the conversion of Hg0 and 
NOx first increased and then decreased. In Fig. 4a, b, the catalyst with a calcination temperature 
of 600 °C had a mercury removal rate of 99% and a NOx conversion of 90% or more at 250 °C, 
indicating the best catalytic performance. This might be attributed to the calcination temperature 
of 600 °C providing optimum texture properties, oxygen storage properties, and surface acidity 
to the catalyst, which was similar to the results reported by Prabhakaran et al. (2017). When the 
temperature increased to 650 °C, the activity of the catalyst was decreased. It might be due to the 
fact that the pore structure of the carrier was sintered or the structure was collapsed when the 
calcination temperature was too high. It resulted in a decreasing of the active site of the catalyst, 
which would inevitably lead to the reduction of catalyst activity of 10% Ce0.2Zr0.3Mn0.5O2/r-
Al2O3. 
 
Lifetime of 10% Ce0.2Zr0.3Mn0.5/r-Al2O3. The stability of a catalyst is closely related to the 
industrial application of the catalyst, which is usually expressed in terms of lifetime. At 250 °C, 
the conversion of NOx and Hg0 over 10% Ce0.2Zr0.3Mn0.5/r-Al2O3 was explored over time to 
examine the lifetime of the catalyst. The results were shown in Fig. 5. 
 

 
Figure 5. The effect of time on the simultaneous removal of Hg0 and NOx over 
10%Ce0.2Zr0.3Mn0.5/r-Al2O3 (reaction conditions: 42.0 μg/m3 Hg0, 1000 ppm NO, NH3/NO: 1, 
10 vol% O2, GHSV 40,000 h−1) 
 
Figure 5 showed that the conversion of NOx increased after 0.5 h, and then appeared to fluctuate 
slightly, obtaining a retention of 85% after 50 h. The Hg0 removal efficiency decreased by 12% 
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during first 10 h and then decreased more slowly, falling by 5% after 40 h. In general, the 
lifetime of the 10% Ce0.2Zr0.3Mn0.5/r-Al2O3 catalyst was relatively long, which indicated its good 
stability. 
 
Effect of H2O and SO2 on simultaneous removal of NOx and Hg0. H2O and SO2 are 
unavoidable substances in flue gas from bituminous coal plants. Therefore, it is necessary to 
consider the effects of H2O and SO2 on the catalytic performance. This was studied at 250 °C, 
with 500 ppm SO2 and 5 vol% H2O introduced into the airflow, and the results were shown in 
Fig. 6. 
 

 
Figure 6. The influence of H2O and SO2 on the simultaneous removal of Hg0 and NOx over 
10%Ce0.2Zr0.3Mn0.5/r-Al2O3 at 250 °C: a the effect of H2O/SO2 and b the effect of H2O and 
SO2 (reaction conditions: 42.0 μg/m3 Hg0, 1000 ppm NO, NH3/NO: 1, 10% O2, 10 vol% H2O 
(when used), 500 ppm SO2 (when used), GHSV 40,000 h−1) 
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Figure 6a showed that when 5 vol% H2O was introduced, the conversion rate of NOx and 
Hg0 decreased, indicating that H2O competes for active sites, which was similar to the report by 
Li Y et al. (2008). However, the conversion rate of NOx and Hg0 still remained at 84 and 87% 
after introducing H2O for 2 h, respectively, showing its acceptable water resistance. 
 
When 500 ppm SO2 was introduced, the mercury conversion rate first slightly increased and then 
decreased to a certain extent. The increase in mercury conversion rate indicated that SO2 could 
promote the oxidation of Hg0, which was also found in the studies by Wan et al. (2011) and Zhao 
et al. (2016a). By accommodating more surface lattice oxygen species, CeO2 could catalyze 
SO2 oxidation to produce SO3 and then react with Hg0 to form HgSO4 on the CeO2 surface (Gu 
et al. 2010; Yang et al. 2017b). However, continued SO2 would react with gas-phase oxygen to 
produce SO3, which in return inhibited the mercury oxidation due to the synthetic competing 
effect (Fan et al. 2010; Qi et al. 2004). Correspondingly, compared with the mercury removal 
efficiency, the NOx removal efficiency decreased slightly. SO2 inhibited the formation of key 
intermediates of nitrate (Zhou et al. 2016b; Xu et al., 2009). It was possible that SO2 reacted with 
NH3 on the catalyst surface to produce ammonia or bisulfate and other substances deposited on 
the catalyst surface, which broke the connection between the active sites and NH3, thereby 
reducing the conversion rate of NOx and Hg0 (Xu et al. 2009). 
 
Figure 6b showed the effect of simultaneous introduction of H2O and SO2. The conversion rates 
of NOx and Hg0 were reduced to 78 and 81%, respectively. When the introduction of H2O and 
SO2 ceased, the conversion rates of NOx and Hg0 reverted to 84 and 85%, respectively, but not to 
the original level, possibly because the damage caused by ammonium sulfate and other 
substances at the catalyst’s active sites was not fully restored (Zhao et al. 2016a; Qi et al. 2004; 
Qi and Yang 2003). In the main reaction period, the activity of 10% Ce0.2Zr0.3Mn0.5O2/r-
Al2O3 was still maintained at a very high level, which indicated that the catalyst was reasonably 
resistant to water and sulfur. 
 

 
Figure 7. XRD patterns of Ce0.2Zr0.3Mn0.5O2/r-Al2O3 and r-Al2O3 
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Catalyst characterization 
 
XRD. The XRD experiments were carried out to understand the crystal structure of x% 
Ce0.2Zr0.3Mn0.5O2/r-Al2O3 (4, 6, 8, 10, and 12%) and r-Al2O3, and the results were shown in 
Fig. 7. 
 
Several diffraction peaks observed at 37.09°, 42.54°, 45.84°, 60.42°, and 67.00° matched the 
support r-Al2O3 very well (PDF#04-0875). While, the appearance of the peaks at 33.29° and 
60.00° could be due to the cubic CeO2 crystallite (PDF#34-0394). The appearance of the peaks at 
19.29°, 37.5°, and 49.2° could be due to the cubic MnO2 crystallite (PDF#34-0394) and the 
appearance of the peaks at 30.4°, 62.8°, and 74.5° could be due to the cubic ZrO2 crystallite 
(PDF#02-0733) (Leitenbur et al. 1996; Liu et al. 2014; Qi and Yang 2003). When the loading is 
less than 6%, peaks of CeO2, ZrO2, and MnO2 are not observed in Fig. 7. It could be inferred that 
Ce, Zr, and Mn species were amorphous or highly dispersed in the catalyst. When the loading is 
more than 6%, the weak peaks of CeO2, ZrO2, and MnO2 appear, which indicates that CeO2, 
ZrO2, and MnO2 crystallites are formed on the catalyst. Especially when the loading is 10%, a 
new r-Al2O3 peak appears at 39.62°, suggesting that there may be interactions between metal 
oxides. For example, the formation of CeO2, ZrO2, and MnO2 crystallites leads to the transfer of 
r-Al2O3 peak. These interactions may be the reason for the highest catalytic activity of 10% 
Ce0.2Zr0.3Mn0.5O2/r-Al2O3 catalyst. With an increase of the loading, the half-width of the x% 
Ce0.2Zr0.3Mn0.5O2/r-Al2O3 catalyst at 67.0° widened, and the peak intensity decreased, which 
indicated that the effect of the loading of the active component Ce0.2Zr0.3Mn0.5O2 on the catalyst 
structure reduced the crystal size. It had been reported that amorphous microcrystalline materials 
with large structural distortions would provide more catalytic reactive sites than crystalline 
materials, leading to higher catalytic activity (Zhao et al. 2016b). 
 
BET. The BET surface area, pore volume, and average pore size were summarized in Table 1 for 
different samples. 
 
Table 1. Surface structure properties of Ce0.2Zr0.3Mn0.5O2/r-Al2O3 catalysts 
Catalyst Surface area (m2/g) Pore volume (cm3/g) Pore size (nm) 
r-Al2O3 214.22 0.445 17.32 
4% 46.08 0.312 23.52 
6% 48.94 0.511 35.55 
8% 63.03 0.467 25.92 
10% 84.13 0.533 21.39 
12% 57.65 0.528 31.55 
 
From Table 1, it could be found that when the metal oxides were loaded onto γ-Al2O3, the 
surface areas of the samples were decreased significantly. However, when the load was further 
increased, the physical properties of the catalyst were reduced to some extent. In particular, the 
catalyst with a loading of 10% showed the maximum specific surface area, which was consistent 
with the catalytic performance. A higher BET specific surface area might provide more active 
sites, thereby promoting catalytic activity. However, with the further increased in the amount of 
loading, the active component sintered on the carrier, resulting in a decrease in the physical 
properties of the catalyst. 
 



FTIR. The chemical composition of a catalyst is very important to study the mechanism of 
catalytic reaction. Therefore, FTIR characterization of 4, 6, 8, 10, and 12% Ce0.2Zr0.3Mn0.5O2/r-
Al2O3 and r-Al2O3 were carried out, and the results were shown in Fig. 8. 
 

 
Figure 8. FT-IR analysis of the catalysts 
 
The same wavenumber bands appeared at 3445 and 1639 cm−1, but there were differences in the 
number of wavenumber bands below 1000 cm−1. The strong absorption peak at 3445 cm−1 was 
the vibration absorption peak of the hydroxyl group contained on the surface of the catalyst pore. 
The weak peak at 1639 cm−1 was the OH− bending vibration peak in the crystal water (Terribilea 
et al. 1998). The obvious peak at 580 cm−1 belonged to the telescopic vibration effect of Mn-O 
and Al-O, since Mn–O vibration was the major factor that resulted from manganese accounting 
for the largest proportion of the catalyst (Ludvigsson et al. 2001; Buciuman et al. 1999). The 
smaller peaks at 700 and 792 cm−1 might be related to the bending of Ce-O, and Ce-Zr-O, which 
interacted with the vector (Li et al. 2006). While the peaks at 530 cm−1 might be related to the 
bending of Al-O, which was consistent with the report of J. Li et al. (Buciuman et al. 1999). The 
peaks formed by the different supported catalysts were the same, indicating that the active 
component formed the same material on the catalyst support. 
 
NH3-TPD. The surface acid properties of the catalysts were analyzed by NH3-TPD. The results 
were shown in Fig. 9. 
 
Two main ammonia desorption peaks were observed over the entire desorption temperature 
range in Fig. 9, located at 170–190 and 390–410 °C. According to the literatures (Ma et al. 2015; 
Lee et al. 2013; Xu et al. 2012), the peak at 170–190 °C should be attributed to the NH3 
decomposition from the strong Brønsted acid sites, the peak at 390–410 °C was attributed to 
desorption of coordinated NH3 bound to the Lewis acid sites. In addition, when the loading was 
10%, a slight NH3 desorption peak appeared at a high temperature of 485 °C, indicating that a 
new strong acidic center was formed and resulted in a loading of 10% showing higher catalytic 
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performance. Lietti et al. (1996) and Xie et al. (2004) pointed out that the strong acid in the 
catalyst played an important role in improving the low-temperature activity of the catalyst. 
 

 
Figure 9. NH3-TPD analysis of the catalysts 
 

 
Figure 10. H2-TPR analysis of the catalysts 
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The 12% loading of the catalyst also showed good low-temperature activity. However, its 
NH3 desorption peak intensity was not obvious at 390–410 °C, indicating that there were no 
abundant acid sites on its surface. Coupled with the XRD and BET results, the excessive loading 
of Ce0.2Zr0.3Mn0.5O2 on the substrate led to a decrease of the specific surface area and then a 
reduction of the active sites of NH3 adsorption, thus inhibiting its catalytic activity. Therefore, 
the appropriate loading of Ce0.2Zr0.3Mn0.5O2 in the catalyst would improve the catalytic 
performance, especially at low temperature. 
 
H2-TPR. The redox properties of 4, 6, 8, 10, and 12% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 and r-Al2O3 
were studied by the H2-TPR technique to obtain the reduction features of the sample as shown in 
Fig. 10. 
 
Figure 10 showed that there were three main absorption peaks at about 140–150, 300–350, and 
650–700 °C, respectively. The pure Al2O3 surface reduction reaction was given as Eq. (3). The 
third peak at 650–700 °C was attributed to the reduction of Al2O3. Ettireddy et al. (2007), Shen 
et al. (2014), and Trawczyński et al. (2005) demonstrated that MnOx was reduced by H2 in the 
following order: MnO2 → Mn2O3 → Mn3O4 → MnO. According to XPS characterization results, 
the reduction peak at 150 °C could be attributed to the reduction of highly dispersed MnO2 that 
has a strong interaction with CeO2, ZrO2, or carriers (Trawczyński et al. 2005). The reduction 
peak at 300–350 °C was formed by the reduction of Mn2O3 to MnO and surface Ce4+ to Ce3+ (Qu 
et al. 2014; Tang et al. 2008; Su et al. 2013). Especially in the 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3, 
the peak was much more obvious, indicating that the 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 catalyst 
contained more high-valence manganese and cerium species, which could highly support the 
strong synergetic effect on the mobility of surface oxygen and the activation of lattice oxygen 
(Tang et al. 2006, 2008). The weak wave peak at 550–600 °C was attributed to the reduction of 
chemisorbed oxygen (Lian et al. 2014). It was consistent with the results and discussion of 
Fig. 3. 
 

Al2O3 + 3H2 → 2Al + 3H2O (3) 
 
Combined with the results of the simultaneous removal of NO and Hg0, the catalysts had high 
catalytic efficiency at low temperature, mainly because of the reduction of Mn4+ to Mn3+ at low 
temperature, supporting that low oxygen vacancy formation energy of MnO2 provided a 
favorable thermodynamic pathway for the catalytic reoxidation by gas-phase oxygen. 
Meanwhile, because of the strong synergistic effect of Mn, Ce, and Zr species, the higher redox 
capacity of 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 could enhance the mobility of surface oxygen (Tang 
et al. 2006). Synergistic effects were believed to lead to severe structural deformations and 
oxygen-enriched defects (Xu et al. 2014, 2015), which could improve its catalytic performance. 
 
XPS. The surface chemical states of Ce, Zr, Mn, and O in fresh 10% Ce0.2Zr0.3Mn0.5O2/r-
Al2O3 and used 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 were determined by XPS analysis to understand 
the mechanism of NOx and Hg0 removal, and the results were shown in Fig. 11. 
 



 
Figure 11. a–c XPS spectra of Ce, Zr, Mn, O of fresh 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 and after 
the reaction of 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 
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Figure 11 (continued). a–c XPS spectra of Ce, Zr, Mn, O of fresh 10% Ce0.2Zr0.3Mn0.5O2/r-
Al2O3 and after the reaction of 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 
 
Ce3d spectra could be fitted into eight peaks, labeled u, u′, u′′, u′′′, v, v′, v′′, v′′′, which could be 
attributed to four pairs of 3d5/2 and 3d3/2 bimodal spin orbitals. The u, u″, u′′′, v, v″, and v′′′ 
peaks were Ce4+, and the peaks denoted as u′ and v′ were Ce3+ (Mullins et al. 1998). From 
Fig. 11, there was a large amount Ce4+ in the 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 catalyst, while the 
Ce3+ amount was limited. The presence of Ce3+ could lead to a charge imbalance (Li et al. 2011). 
Because of the presence of Ce3+, it was easy to produce oxygen vacancies that were conducive to 
the formation of surface chemisorbed oxygen (Li et al. 2011, 2012). Therefore, some Ce3+ ions 
associated with the oxygen species adsorbed on the surface of the catalyst could improve the 
oxidation efficiency of Hg0. In Fig. 11(a′), after the reaction, the proportion of Ce4+/Ce3+ of used 
10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 decreased slightly, indicating that some Ce4+ had undergone 
reduction. 
 
The O1s peak could be fitted to two characteristic peaks: 530.3 and 531.9 eV, which were 
attributed to lattice oxygen (denoted as Oa) and chemisorbed oxygen (expressed as Ob) (Chang 
et al. 2015), respectively. In Fig. 11b, the Ob/(Oa + Ob) ratio was very large, suggesting that the 
chemisorbed oxygen was significantly higher than lattice oxygen. Since chemisorbed oxygen 
was the most active oxygen regarding the oxidation reaction, 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 
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showed excellent Hg0 oxidation activity (Madier et al. 1999). In Fig. 11(b′), the chemisorbed 
oxygen decreased after the reaction, indicating that some chemisorbed oxygen was converted, 
which was consistent with the result of TPR in Fig. 10. 
 
For the Mn2p XPS spectrum, two main signals of the binding energy due to Mn2p3/2 (at 
636 eV) and Mn2p1/2 (at 660 eV) could be observed in Fig. 11c (He et al. 2014). Using a peak-
fitting deconvolution, the Mn 2p3/2 spectra could be separated into three characteristic peaks: 
641.5–641.7, 642.7–642.9, and 644.3–644.6 eV, assigned to Mn2+, Mn3+, and Mn4+, respectively. 
Binding energies of Mn 2p3/2 in the 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 catalyst measured here 
(640–645 eV) were slightly higher than those of MnO, Mn2O3, and MnO2 reported elsewhere, 
which showed a nice distinction in the change in chemical environment between the CeO2, ZrO2, 
and MnOx alone, and which also fits well with the results of TPR discussed in Fig. 10 (Zhou et 
al. 2016a; Shimizu 1992). After the reaction, the binding energy of Mn2+ and Mn3+ increased, 
while the binding energy of Mn4+ decreased slightly, indicated that some Mn4+ was converted to 
Mn2+ and Mn3+. The shift among Mn4+, Mn3+, and Mn2+ was beneficial for the generation of 
labile oxygen vacancies and bulk oxygen species, which was the main reason for the good 
activity at low temperature of the 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 catalyst (Kim et al. 2009). 
 
The Zr3d XPS spectrum was shown in Fig. 11(d). The peaks of the binding energy at 181.4–
182.0 eV were attributed to Zr3d5/2, and the binding energy at 184.0–184.2 eV was ascribed to 
Zr3d3/2. All bands belonged to Zr4+ (Hutson et al. 2007). These results were consistent with 
studies by D. Jampaiah et al. (2016) and X. Wang et al. (2007), and zirconium had a negligible 
effect on Hg0 oxidation by the catalyst. As mentioned above, the addition of Mn and Ce in r-
Al2O3 could lead to more surface oxygen, especially chemisorbed oxygen, which could promote 
the removal of NOx and Hg0. 
 
The Hg4f XPS pattern was shown in Fig. 11f. The peak at 99.2 eV was attributed to Hg0 (Xie et 
al. 2012). The peaks at 101.5 and 105.4 eV corresponded to Hg4f7/2 and Hg4f5/2, respectively, 
and were assigned to HgO (Yang et al. 2011). The peak at 103.5 eV was attributed to Si2p of 
SiO2 in quartz wool (Yang et al. 2011). This indicated that the main species of mercury on the 
surface of Ce0.2Zr0.3Mn0.5O2/r-Al2O3 was HgO after the catalytic reaction. Hg0 was adsorbed on 
the surface of the Ce0.2Zr0.3Mn0.5O2/r-Al2O3 catalyst, and then Hg0 was continuously converted to 
HgO by the reactive surface oxygen (Lee and Bae 2009). Therefore, Hg0 oxidation by 
Ce0.2Zr0.3Mn0.5O2/r-Al2O3 catalysts might be attributed to the Mars-Maessen mechanism. 
 
Mechanism discussion 
 
From the above studies, the reaction on the 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 catalyst surface 
included Hg0 oxidation and NO conversion, which were aided by the synergetic effect on the 
mobility of chemisorbed oxygen and the activation of lattice oxygen. Based on XPS 
characterization results, the oxidation of Hg0 on the surface of 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 
was considered to follow the Mars-Maessen mechanism. The gaseous Hg0 was first adsorbed on 
the surface of the catalyst by physical adsorption to form Hg(ad) in the adsorbed state and then 
reacted with MnxOy or CexOy at the active sites of 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3. MnO2 and 
CeO2 provided lattice oxygen to oxidize Hg(ad) and then converted the reduced Mn2O3 and 



Ce2O3 back to the original state by oxygen in the gas. The following reactions were the 
suggested mechanisms: 
 

Hg0(g) → Hg0(ad) 
 

(4) 

2MnO2 → Mn2O3 + Oa 
 

(5) 

Mn2O3 → 2MnO + Oa 
 

(6) 

2CeO2 → Ce2O3 + Oa 
 

(7) 

Hg0(ad) + Oa → HgO(ad) 
 

(8) 

Mn2O3 + 1 2⁄ O2(g) → 2MnO2 
 

(9) 

2MnO + 1 2⁄ O2(g) → Mn2O3 
 

(10) 

Ce2O3 + 1 2⁄ O2(g) → 2CeO2 
 

(11) 

2MnO + 2CeO2 → Mn2O3 + Ce2O3 
 

(12) 

Mn2O3 + 2CeO2 → 2MnO2 + Ce2O3 (13) 
 
Hg0 was adsorbed on surface of the 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 and formed Hg0 (ad), which 
could be confirmed from the Hg4f XPS pattern in Fig. 11f, shown as reaction (4). The valence 
state transition of Mn and Ce produced lattice oxygen (Shimizu 1992) (Reactions (5)–(7)). 
Reaction (8) showed that Hg0 (ad) was oxidized by the lattice oxygen to generate HgO. The 
lower-valence Mn oxides was oxidized to higher-valence ones by gas-phase O2 as shown in 
reactions (9)–(10)). Reactions (11)–(13) illustrated that the oxidation-reduction cycle of 
Ce4+/Ce3+ could occur on surface of 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 during the adsorption of 
mercury, which was shown as the Ce3d XPS pattern in Fig. 11(a’). The consumed lattice oxygen 
was supplied by the fixed gas-phase O2 and parts of deactivating oxidization-active sites were 
recovered, which improved the Hg0 removal performance of 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3. 
 
In addition, based on the results of TPD characterization, Lewis and Bronsted acid sites were 
observed on the surface of 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 composite catalyst, which might lead 
to the appearance of NH3, NH4

+, and other intermediates. Furthermore, based on the 
characterization of TPR and XPS, it was known that there was lattice oxygen in the catalyst, 
which oxidized NH3 to NH2

− (Zhao et al. 2016a, b). The mechanism of NH3-SCR of NO was 
suggested as follows: 
 

NH3(g) ↔ NH3(ad) NH4
+⁄  

 
(14) 

O2(g) → O∗(ad) 
 

(15) 

2NH3(g) + [O] → 2NH2(ad) + H2O (16) 



NO(g) → NO(ad) 
 

(17) 

NO(ad) + NH2
−(ad) → N2(g) + H2O(g) 

 
(18) 

2NO(g) + O2(g) → 2NO2(ad) 
 

(19) 

2NH3(ad) + NO2(ad) + NO(g) → 2N2 + 3H2O 
 

(20) 

2NH4
+(ad) + NO2(ad) + NO(g) → 2N2 + 3H2O + 2H+ (21) 

 
In the reaction of NO by NH3-SCR, the gaseous ammonia was firstly absorbed on the acid sites 
(i.e., Brønsted acid sites and Lewis acid sites) and then formed into absorbed ammonia species 
(NH3, NH4

+), which was very strong compared to the adsorption of NO + O2 and its products, 
shown as reaction (14). The gaseous O2 was adsorpted to form O∗ (ad), which can be confirmed 
by O1s XPS pattern, shown as reaction (15). The absorbed ammonia species was activated by the 
lattice oxygen to form the amide species on the surface (NH2

−), shown as reaction (16). The 
gaseous NO was absorbed (reaction (17)). Then, gaseous NO was reduced by NH2

− on the 
surface to form N2 and H2O, shown as reaction (18). Meanwhile some of the unabsorbed NO was 
oxidized to NO2 by gaseous O2, which was then reduced to N2 and H2O by ammonia (reactions 
(19)–(21)). 
 
Conclusion 
 
Series of CexZryMnzO2/r-Al2O3 catalysts were synthesized for co-purifying of NOx and Hg0 from 
simulated flue gas; 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 exhibited excellent NOx conversion (91%) 
and Hg0 oxidation efficiency (95%) in the SCR atmosphere at 250 °C. Meanwhile, 10% 
Ce0.2Zr0.3Mn0.5O2/r-Al2O3 showed a relatively long lifetime, exhibiting good stability, and good 
resistance to SO2 and H2O, which was due to its advantages of low crystallinity, better texture 
performance, and strong redox ability. According to the TPD, TPR, and XPS characterizations 
and the catalytic performance of 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3, there were the strong acid and 
high-valence Mn and Ce species in 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3, which could effectively 
promote the removal of NOx and Hg0. Therefore, the catalytic mechanisms of the simultaneous 
removal of NOx and Hg0 by 10% Ce0.2Zr0.3Mn0.5O2/r-Al2O3 were suggested as the reactions of 
2NH3/NH4

+ (ad) + NO2(ad) + NO(g) → 2 N2 + 3H2O/2H+ and Hg(ad) + [O] → HgO (ad). 
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