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Abstract

:

The effect of calcination temperature (500–700 °C) on physico-chemical properties and catalytic activity of 2 wt. % K/Co-Mn-Al mixed oxide for N2O decomposition was investigated. Catalysts were characterized by inductively coupled plasma spectroscopy (ICP), X-ray powder diffraction (XRD), temperature-programmed reduction by hydrogen (TPR-H2), temperature-programmed desorption of CO2 (TPD-CO2), temperature-programmed desorption of NO (TPD-NO), X-ray photoelectron spectrometry (XPS) and N2 physisorption. It was found that the increase in calcination temperature caused gradual crystallization of Co-Mn-Al mixed oxide, which manifested itself in the decrease in Co2+/Co3+ and Mn3+/Mn4+ surface molar ratio, the increase in mean crystallite size leading to lowering of specific surface area and poorer reducibility. Higher surface K content normalized per unit surface led to the increase in surface basicity and adsorbed NO per unit surface. The effect of calcination temperature on catalytic activity was significant mainly in the presence of NOx, as the optimal calcination temperature of 500 °C is necessary to ensure sufficient low surface basicity, leading to the highest catalytic activity. Observed NO inhibition was caused by the formation of surface mononitrosyl species bonded to tetrahedral metal sites or nitrite species, which are stable at reaction temperatures up to 450 °C and block active sites for N2O decomposition.
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1. Introduction


The catalytic decomposition of nitrous oxide to oxygen and nitrogen is the simplest method of N2O emissions abatement from HNO3 plants, which belong to the significant sources of this greenhouse gas. The removal of N2O from the tail gas at temperatures up to 450 °C is a technology suitable for new and also existing HNO3 plants since there is no interference with the nitric acid production process. Attention has been focused on the development of a suitable catalyst, which is resistant against water and oxygen inhibition, effective in the presence of NOx (NO + NO2) and has long-term stability in wet acidic environments [1].



Cobalt containing mixed oxides were reported to be very effective catalysts for N2O decomposition [2,3,4,5,6,7,8]. One of the possible routes of their preparation is the controlled thermal decomposition of relevant layered double hydroxides (LDHs, hydrotalcites). Layered double hydroxides have general formula [MII1-xMIIIx(OH)2]x+[An−x/n∙yH2O]x−, where MII and MIII are divalent and trivalent metal cations, An− is an n-valent anion, and x usually has values between 0.20 and 0.33 [9,10]. Since the hydrotacite structure allows for the controlled incorporation of various MII and MIII metal cations, it is ideal for study of their synergic interactions. Several LDHs were reported to be interesting precursors of catalysts for N2O decomposition—e.g., Co-Mg-Al [3], Co-Rh-Al [11], Co-Mn-Al [12,13,14] and Co-Cu mixed oxides [15]. Generally, three characteristic processes can be observed during hydrotalcite heating: the release of interlayer water (dehydratation) and water structurally bonded in the hydroxide layers (dehydroxylation) at 150–200 °C, followed by the decomposition of interlayer carbonates (decarboxylation) accompanied by a collapse of the LDH basal spacing and by the complete decomposition of the layered structure at 350–600 °C resulting in a structurally disordered, predominantly amorphous oxide mixture. This process is reversible and the crystal structure of the hydrotalcite can be restored by a rehydration reaction. Transformation from the layered structure to the disordered oxide mixture is considered as topotactic transition; this means that the final mixed oxide lattice is related to that of the LDH original material from the crystallographic point of view [16]. A further increase in the calcination temperature causes gradual crystallization and the crystalline mixed oxides are formed [17]. At higher temperatures (approx. 800–900 °C), a spinalization reaction can occur with some hydrotalcites.



The thermal stability of LDHs and the kinetics of mixed oxide crystallization strongly depend on the composition of the metal cations in hydroxide layers. Transformation from the layered structure to oxide phase is accompanied by significant changes in material properties, such as phase composition, crystallinity, specific surface area, porous structure, metal cations valence states, reducibility etc. [18,19]. Therefore, calcination temperature is an important parameter for preparation of a tailored catalyst for the given chemical reaction.



Effect of calcination temperature on the activity of catalysts for N2O decomposition in inert gas was studied in several papers and different results were obtained. While a decrease in catalytic efficiency with increasing calcination temperature from 500 to 700 °C was observed over Co-Mg/Al mixed oxide by Tao et al. [20] and over Au/Co-Al mixed oxide calcined from 300 to 550 °C by Xu et al. [21], Chmielarz et al. [17] published that an increase in the calcination temperature from 600 to 800 °C significantly activated the Co-Mg-Al and Co-Cu-Mg-Al mixed oxide catalysts prepared from LDH precursors. Moreover, calcination temperature can strongly affect the stability of catalysts containing alkali metals. The advantage of the high temperature calcination of K/Co-Al mixed oxide for N2O decomposition was published by Cheng [22]. The rearrangement of the surface alkali metal species, depending on the calcination temperature, led to various stabilities of the obtained catalytic system as was reported elsewhere [23,24]. However, there were problems with low stability of these alkali metals at reaction temperatures caused by alkali metals desorption.



Our group has been studying low temperature N2O decomposition over mixed oxides prepared by the thermal treatment of LDHs for several years. We tested different combinations of metal cations in hydroxide layers at constant MII/MIII molar ratios of 2 (MII = Co, Ni, Cu, Mg; MIII = Al, Mn, Fe; An− = CO32−) [3,25,26] and evaluated that the Co-Mn-Al mixed oxide is the best for N2O decomposition among all those tested. The manganese addition to cobalt mixed oxide was the reason of achieving higher catalytic activity not only in oxygen but predominantly in the wet atmosphere [3]. The effect of the Mn/Al ratio in the Co–Mn–Al mixed oxide was studied in [26], where both optimal surface amounts of Co and Mn and optimal amounts of components reducible in the needed temperature region for catalytic reaction (350–450 °C) were evaluated for the Co-Mn-Al mixed oxide with molar ratio Co:Mn:Al = 4:1:1. In order to obtain better catalytic activity and stability, this catalyst was promoted by different metals [2]. It was found out that potassium modified both electronic [27] and acido-basic properties of surface and optimal value of about 2 wt. % led to the high catalytic performance in the wet acid environment [12]. The long-term stability and activity of K/Co4MnAlOx was successfully verified in a pilot scale reactor connected to tail gas from the HNO3 plant down-stream of the SCR NOx/NH3 unit [28].



In all our previous experiments, the calcination temperature was kept constant at 500 °C. This temperature was chosen based on DTA results as the temperature when the HT structure is decomposed [18], and simultaneously this temperature is 50 °C higher than the highest reaction temperature of N2O catalytic decomposition to be sure that catalyst will not change during catalytic reaction. The different results published in the literature about the effect of calcination temperature of LDHs precursors on their activity for N2O decomposition led us to study this effect for the most active Co-Mn-Al mixed oxide modified by 2 wt.% potassium. Moreover, the effect of calcination temperature on catalytic activity has never been published for N2O decomposition in the presence of O2, H2O and NOx; only in [17] were the catalytic tests in the presence of oxygen but without H2O and NOx presented.



The aim of presented work is to find out whether it is possible to improve the activity of the K/Co-Mn-Al catalyst increasing calcination temperature and to check this effect in simulated off-gas from HNO3 production—i.e., in the simultaneous presence of O2, H2O and NOx. For structure-activity relationship evaluation, common characterization techniques (XRD, N2 physisorption, XPS, TPR-H2, TPD-CO2, TPD-NO) are used.




2. Results and Discussion


2.1. Chemical, Structural and Textural Properties of Catalysts


The chemical and structural properties of the K-modified Co-Mn-Al mixed oxide calcined at temperatures 500, 600, and 700 °C are shown in Table 1. As expected, Co, Mn, and Al contents are similar for all catalysts and slightly increase with increasing calcination temperature. This finding can be explained by ongoing deoxygenation and/or decarboxylation processes that are more intense at higher temperatures [18]. In accordance with [23], no decrease in potassium amount in the catalysts with increasing calcination up to 700 °C caused by volatilization was observed.



Several papers dealt with the dependence of specific surface area on the calcination temperature of different LDHs: Cu-Mg-Mn and Ni-Mg-Mn [29], Co-Al [30], Co-Mn-Al [18]. The same trend was observed for all mentioned LDHs: an increase in the specific surface area up to the temperature at which a collapse of the LDH structure occurs, subsequent gradual crystallization of new phases, and finally, particle sintering at highest temperatures accompanied by a significant decrease in surface area. The observed decrease in specific surface area from 98 to 71 m2/g (Table 1) with increasing calcination temperature from 500 to 700 °C is in accordance with above mentioned results.



The XRD patterns are shown in Figure 1. The presence of the Co-Mn-Al spinel-like mixed oxide was confirmed in all catalysts calcined at examined temperatures. No systematic shift with the calcination temperature was observed—only the increase in crystallite size from 9 to 12 nm with increasing calcination temperature was observable (Table 1). The mean crystallite size was determined from half-width of peak S (311) from Scherrer’s equation. The finding is in good agreement with the observed decrease in specific surface area. The same dependence was also described in other papers [18,30,31].




2.2. XPS


The surface compositions in the near-surface region and chemical state of the elements of the catalysts were determined by X-ray photoelectron spectrometry (XPS). Carbon tape used for fixing of the samples to the holder could manifest itself in a higher concentration of C. The calibration of the spectra was carried out according to adventitious carbon (284.8 eV). Binding energies (BE) of core level electrons and atomic percentages of the catalysts surface components are summarized in Table 2 and Table 3, respectively. Deconvoluted XPS spectra of the individual elements of the catalysts are shown in Figure S1.



In addition to the main catalytic components (Co, Mn, Al, K, O) given in Table 3, some amounts of Na and N on catalysts surfaces were registered as differing in dependence of calcination temperature. Nitrogen obviously comes from nitrates remaining in the K/Co4MnAlOx-500 catalyst after imperfect washing of the filtration cake. With increasing calcination temperature, nitrates are fully decomposed. Similarly, sodium remained in the catalysts due to imperfect washing, but its content practically did not decrease during calcination, if we do not take into account the amount of C 1s. Some variation in the Na content can be caused by inhomogeneity of the samples. On the other hand, the surface concentration of K (number of atoms/m2) gradually increases with increasing calcination temperature, which is sufficiently documented in the literature.



In all catalysts, the Co 2p region consists of two main photoemission maxima Co 2p1/2 and Co 2p3/2 with the spin-orbital splitting of 15.2 ± 0.05 eV. Comparison with the literature value (15.1 eV), together with the observed broad satellite structure [32], reveal the presence of both Co2+ and Co3+ oxidation states [33]. The distinguishing of the surface Co3+/Co2+ and Mn4+/Mn3+ molar ratios in the catalysts is, unfortunately, relatively difficult. Both pure compounds, CoO and Co3O4, have almost the same position of the Co 2p3/2 peaks, which only slightly vary in FWHM and shape. The assigning of the fitting peaks is also inconsistent among many papers. Based on our recent XPS study using appropriate standards [14,26,34] and work [35], we assigned the component with lower BE (780 eV) to tetrahedral Co2+ and the component with higher BE (782 and 783.5 eV) to octahedral Co3+. However, in the literature can also be found opposite assignment [36,37,38,39]. These findings could be explained by the position of maxima for Co(OH)2, which is located at the position of second fitting peak of Co3O4 [32]. Nevertheless, the Co 2p3/2 peak fitting was done with respect to [32] and our previous works [14,26,34] in order to preserve consistence. The positions of second and third fitting peaks from the first fitting peak were set as +1.5 and +3.6 eV, respectively.



Manganese Mn 2p3/2 spectra showed one broad peak with a maximum at 642.3–641.9 eV, indicating that higher oxidation states than Mn3+ and BE correspond to Mn3O4 and MnO2 [40]. The determination of the manganese chemical state was done based on our previous research [14,23,26]. Mn 2p3/2 was fitted by two peaks corresponding to Mn3+ (component with lower BE) and Mn4+ (component with higher BE). The position of the second fitting peak from the first fitting peak was set to +1.9 eV.



The peaks of aluminium were very similar in all samples. They could be ascribed to Al+3, though the position of the peak is slightly shifted towards lower binding energy in comparison with published data for alpha Al2O3 [41]. This shift is probably due to the presence of other metals in the spinel structure. In all samples, potassium occurred in an identical form, values of BE corresponding to KMnO4, KMn8O16, KCoO2, or a similar compound. The deconvolution of oxygen spectra revealed two peaks with binding energies of about 529.8 and 531.5 eV. The first one at 529.8 eV can be ascribed to metal oxide (lattice oxygen O2−), and the second at 531.5 eV can be ascribed to the adsorbed surface oxygen bound to metal oxides, such as O2−, O−, or OH− species [42,43,44] or to a non-stoichiometric spinel-like phase [30].



From the results, we can see that Mn3+ and Co2+ are prevailing on the surface of all catalysts and their contents decrease at the expense of Mn4+ and Co3+ with increasing temperature (Table 2). The observed trend is connected with the gradual crystallization of spinel phase and ordering of its structure accompanied by the decrease in (Co + Mn) mean valence [18]. In Table 4, there is a relation of surface and bulk concentrations of catalyst components. The relation documents that surface on the catalysts is enriched by potassium at the expense of Co and Mn. Surface and bulk concentrations of Al were nearly identical.




2.3. TPR-H2


The results from TPR-H2 measurements obtained in the temperature range from 25 to 1000 °C are shown in Figure 2 and Table 1. H2 consumptions were comparable for all catalysts and led to the estimation of mean (Co + Mn) oxidation states between 2.4 and 2.8. All catalysts were reduced in two temperature regions, 100–500 °C (low-temperature) and 500–950 °C (high-temperature). Both regions consist of some overlapping peaks that are more distinguishable with increasing calcination temperature. Li [45] observed a similar TPR profile over Co-Mn-Al mixed oxide prepared by coprecipitation and calcination at 500 °C. The temperature maxima observed at 180–229 °C is ascribed to the reduction of adsorbed oxygen species [46,47] and/or to Co4+, which are both formed by the oxidation of surface Co3+, according to Equation (1):


½ O2 + Co3+ → O− + h. (Co4+),



(1)




where h. is positive hole—i.e., orbital without electron [48]. This agrees well with the published values of Tmax for Co4+ reduction at circa 200 °C [49].



Detailed study of the course of the Co-Mn-Al mixed oxide crystallization described segregation of Co3O4 in Co-Mn-Al hydrotalcite calcined at 400–600 °C while non-stoichiometric spinel was observed at 700 °C [18]. In agreement with this, the main low-temperature peak was ascribed to the reduction of Co3+ to Co2+ and Co2+ to Co0 [50,51] and high temperature peak was assigned to the reduction of cobalt in the spinel-like phase containing Al [51,52,53]. In both temperature regions, the reduction of manganese cations can occur according to the two-step process with Mn3O4 as intermediate: MnO2/Mn2O3 → Mn3O4 and Mn3O4 → MnO [54,55]. The reduction of MnO2/Mn2O3 can also be one-step without Mn3O4 intermediate formation [56].



With increasing calcination temperature from 500 to 600 °C, the Tmax of all peaks moved notably to higher temperatures while a further increase in calcination temperature from 600 to 700 °C did not change their positions significantly. Poorer reducibility of the catalysts calcined at higher temperatures can be connected with larger crystallites formed due to the growth of spinel-phase particles, as detected by XRD [34,52,57].




2.4. TPD-CO2


Results from TPD-CO2 measured in the temperature range from 28 to 650 °C are shown in Figure 3. Several types of basic sites in mixed oxide are visible in TPD-CO2 profiles. Weak basic sites represent –OH groups on the surface of catalyst, medium sites consist of oxygen in Me2+–O2− and Me3+–O2− pairs, and strong basic sites correspond to the isolated O2− anions [58]. TPD profiles of all catalysts indicated the presence of all types of basic sites and the number of basic sites increased with increasing calcination temperature of catalysts from 0.02 to 0.05 mmol m−2 (Table 1). In our previous work, the increase in basicity with increasing K content on the Co-Mn-Al mixed oxide surface was observed [12]. Additionally, in the present work, the basicity increase can be explained by more the abundant population of K species on the unit surface (Table 3). Although all samples contain the same bulk amount of potassium, the surface area decreased with increasing calcination temperature and, simultaneously, the K surface content increased, probably due to potassium diffusion from the bulk to surface during high-temperature calcination [59,60]. During TPD-CO2, the evolution of NO was also observed above 450 °C by quadrupole MS detection (Figure S2). This can explain the presence of N species observed by XPS and confirms that residual amounts of nitrates from preparation were still present on the catalyst calcined at lower temperatures (500 and 600 °C), while all nitrates were decomposed during calcination at 700 °C.




2.5. TPD-NO


Since NO is often present in the off gases, TPD-NO was performed over the catalyst calcined at 500 and 700 °C in order to evaluate NO adsorption ability. Based on the TPD-CO2 results, we expected that more NO should be accumulated on the catalyst with higher basic site content (K/Co4MnAlOx calcined at 700 °C). NO signal obtained from TPD-NO is shown in Figure 4. The shapes of the NO signal for both measured catalysts are similar with the most evident differences observable up to temperatures of about 250 °C. However, the evaluation of peak area, indicating the amount of adsorbed NO, brought interesting results—more NO was adsorbed on the sample calcined at 500 °C (Table 1). This can be explained by different surface area of both samples and after the recalculation of the amount in relation to m2 the order of amount of desorbed NO is reversed. The NO signal was deconvoluted into individual peaks in order to differentiate the types of surface sites, which were occupied by NO. For the sample calcined at the lowest temperature (K/Co4MnAlOx-500), the NO signal is deconvoluted to five peaks (Figure 4a) in comparison to the K/Co4MnAlOx-700 sample (Figure 4b), where only four fit peaks are observable. It is obvious that the fitted peaks differ not only by their number but also by peak areas. The peak above 650 °C observed only for the sample calcined at 500 °C was ascribed to the decomposition of residual nitrates, as was already confirmed during TPD-CO2 measurement (Figure S2). Since the catalyst surface is heterogeneous from the point of view of cobalt and manganese cation coordination, different kinds of adsorbed NO species with different thermal stabilities were observed during TPD-NO. On the basis of the literature [61] and our results of NO direct decomposition [62,63], the first fit peak in the temperature region 50–250 °C corresponds to loosely bound mononitrosyl species associated to surface Co3+ and Mn3+ in octahedral positions, while the second two peaks in the 250–450 °C range belong to tetrahedral metal sites. The fourth peak with maxima around 600 °C represents the decomposition of surface nitrite species and, during TPD-NO, experiments were accompanied by oxygen evolution (not shown). Since the maximum reaction temperature of N2O decomposition used in this study was 450 °C, it is obvious that species observed in TPD-NO above 450 °C cannot decompose or desorb during the reaction, and only sites which were restored during TPD-NO up to 450 °C can take place in N2O decomposition. For that reason, we compared the total number of sites that are able to be restored from adsorbed NO during reaction (peak 1 + peak 2 in TPD-NO, Table 1) for both catalysts and more active sites are restored and present on the catalyst in the presence of NO on the sample calcined at lower temperature.




2.6. N2O Catalytic Decomposition


The temperature dependence of N2O conversion in inert gas over the K-modified Co-Mn-Al mixed oxide calcined at different temperatures is shown in Figure 5a. Taking into account the experimental error, N2O conversions over the catalysts calcined at 500 and 600 °C were nearly the same, while a slight decrease in N2O conversion was observed for the sample calcined at 700 °C.



Since components such as O2, NOx and water vapor always exist in the waste gases from the HNO3 plant, it is important to check the effect of these components on the rate of N2O catalytic decomposition. The temperature dependences of N2O conversion in simulated waste gas from HNO3 production are shown in Figure 5b–d. Three different gas mixtures corresponding to the real waste gas from HNO3 plant downstream the SCR NOx/NH3 and their effect on N2O decomposition was examined as: (i) less severe mixture consisting of 0.1 mol. % N2O + 5 mol. % O2 + 0.9 mol. % H2O (Figure 5b); (ii) more severe mixture of 0.1 mol. % N2O + 5 mol. % O2 + 0.9 mol. % H2O + 0.005 mol. % NO (Figure 5c); (iii) mixture of 0.1 mol. % N2O + 5 mol. % O2 + 3 mol. % H2O + 0.01 mol. % NO + 0.01 mol. % NO2 (Figure 5d) corresponding to the emission limit of NOx. In all three cases, N2O conversion curves were shifted to higher temperatures, in comparison to inert gas conditions. Differences among individual samples are more noticeable in simulated waste gas when the mixture of different contaminants is present. At these conditions, the adsorption of present contaminants takes place on different kinds of sites. In comparison to inert conditions, the values of T50% (i.e., the temperature at which the N2O conversion of 50% is achieved) in less severe conditions was higher by 64, 80, and 75 °C for the catalysts calcined at 500, 600, and 700 °C, respectively.



In more severe conditions, the further decrease in N2O conversion was observed; T50% = 436 °C (N2O conversion of 72% at 450 °C) was found over the K/Co4MnAlOx-500 catalyst, and a N2O conversion of only 24% was observed over the catalyst calcined at 700 °C. The observed inhibition in the simulated waste gas from nitric acid plant was reversible and catalytic activities were recovered to the values obtained in the inert gas after the removal of O2, H2O, and NOx from the reaction mixture (Figure 6).



In both conditions, inert gas and the presence of inhibition components, various surface area, mean crystallite size, reducibility as well as different basicity of catalysts can play a role in obtained N2O conversions. The insignificant influence of specific surface area on the activity for N2O decomposition over LDH derived catalysts was published previously [17,22]; however, the dependence of N2O conversion on specific surface area connected with difference in crystallite sizes was also published [21,64]. In inert gas conditions, the correlation of N2O decomposition activity with acid-base properties was never published in the scientific literature and was not observed during our previous studies.



For the evaluation of the catalytic activity of samples, the kinetic constants for N2O decomposition at all reaction conditions were evaluated using the first-rate law and material balance of plug flow reactor (Figure 7). Kinetic constants decreased with increasing calcination temperature of the prepared K/Co4MnAlOx catalysts.



When the rate constant k, expressed as mmol N2O (g s Pa)−1, was depicted as the function of the amount of reducible species in the catalysts (expressed as mmol H2 per g of catalyst consumed in the temperature interval 25–500 °C, Table 1), no direct dependence was obtained. Obviously, the reaction rate of N2O decomposition is not a simple function of amount of reducible species in the catalysts. Compared to that, the decrease in k should be accompanied by the deterioration of reducibility of the catalyst according the published results, where the indirect proportion between Tmax or beginning of the low temperature TPR-H2 peak and catalytic activity was observed [34,65]. This is in agreement with the mechanism of N2O decomposition where the oxygen desorption, leading to active site reduction, is the slowest step in N2O decomposition [66,67]—i.e., the active catalyst needs easily reducible Co3+ to Co2+ (connected with Tmax of low temperature peak from TPR-H2) and Mn4+ to Mn3+. Moreover, charge donation ability for N2O chemisorption accompanied by Co2+ to Co3+ and Mn3+ to Mn4+ is also necessary. For this reason, the influence of the surface Co3+/Co2+ and Mn4+/Mn3+ molar ratios on the catalytic activity (expressed as k) was also analysed. Increase in kinetic constants with increase in Co3+/Co2+ and Mn4+/Mn3+ was observed. However, some uncertainties of XPS, TPR-H2 and kinetic measurements and low number of the examined catalysts did not allow for reaching unequivocal relationships between surface composition, reducibility and catalytic activity.



Activation energies for all samples in all different reaction atmospheres were evaluated and their values are shown in Table 1. It is rather interesting that determined activation energies do not follow the same trend as kinetic constants. The reason is compensation effect [68] revealed by the plotting of activation energy values against the natural logarithm of the pre-exponential factor k0, which was published in [34]. According to del Río and Marbán [68] the compensation effect is often encountered in heterogeneous reactions and occurs when the global reaction is a combination of competing reactions that take place on different groups of active centres, with each group depicting a different value of activation energy and a different pre-exponential factor.



The inhibiting effect of water vapor, oxygen and nitric oxide on N2O decomposition is well known [2,12,69,70] and is explained by competitive adsorption related to different energetic affinity of the compounds present in the feed gas towards investigated surface. In the case that they are simultaneously present in the feed, higher inhibition effect can be seen in the case when the inhibiting compound has higher energetic affinity towards the catalyst surface [5].



When catalytic tests were performed with NOx present in the feed gas, the N2O conversion and both kinetic constants decreased with the increase in calcination temperature (Figure 5 and Figure 7). Alkali metals are known to form basic sites favourable for NOx adsorption [71], which is efficiently used for NOx storage-reduction catalysts. For this reason, lower basicity is less favourable for NOx adsorption and thus more advantageous for higher N2O decomposition activity [12]. The presented results confirmed the literature findings. With increasing calcination temperature, the increase in surface basicity (mmol CO2 m−2) due to increasing K atoms nm−2 was observed, which led to the higher adsorbed amount of NO per unit surface. As the result, the bigger differences in intrinsic activity (expressed as kinetic constants normalized per unit surface) in the presence of high NOx concentrations (Figure 7c) was observed with the increase in calcination temperature. Observed NO inhibition is caused by the formation of surface nitrogen species, which are stable at reaction temperatures up to 450 °C and block active sites for N2O decomposition. From TPD-NO, the mononitrosyl species bonded to tetrahedral metal sites or nitrite species were estimated.





3. Materials and Methods


3.1. Catalyst Preparation


The Co-Mn-Al layered double hydroxide with Co:Mn:Al molar ratio of 4:1:1 was prepared by coprecipitation of Co(NO3)2 · 6H2O, Mn(NO3)2 · 4H2O and Al(NO3)3 · 9H2O nitrates in an alkaline Na2CO3/NaOH solution at 25 °C and pH 10. The resulting suspension was stirred at 25 °C for 1 h; the product was then filtered off and thoroughly washed with distilled water [18]. The washed filtration cake was re-suspended in a solution of KNO3, whose concentration was adjusted to obtain a desired concentration of 2 wt. % potassium in the mixed oxides [12]. The product was again filtered off, dried at 105 °C and calcined for 4 h at 500, 600 or 700 °C in air. The catalyst samples were denoted according to calcination temperature (e.g., K/Co4MnAlOx-600 means Co-Mn-Al mixed oxide modified by potassium and calcined at 600 °C).




3.2. Catalyst Characterization


Chemical analysis of calcined sample after milling and dissolving in an aqueous solution of hydrochloric acid was performed by inductively coupled plasma spectroscopy (ICP) using NexION 2000B ICP Mass Spectrometer (PerkinElmer, Waltham, MA, USA).



Powder X-ray diffraction patterns were recorded using Bruker D8 Advance equipment with Co Kα radiation (Bruker, Karlsruhe, Germany). For phase identification, the PDF-2 database, release 2004 (International Centre for Diffraction Data, Newtown Square, PA, USA) was used.



Superficial elemental analyses were performed by XPS (X-ray photoelectron spectrometry ESCA 3400, Kratos, Manchester, UK) at a base pressure higher than 5 × 10−7 Pa, using the polychromatic Mg X-ray source (Mg Kα, 1253.4 eV). The composition of the elements was determined without any etching. For the spectra, the Shirley background was subtracted, and the elemental compositions of layers were calculated from the areas divided by corresponding response factor.



The surface area and porous structure of the prepared catalysts were determined by adsorption/desorption of nitrogen at −196 °C using ASAP 2010 instrument (Micromeritics, Atlanta, GA, USA) and evaluated by BET method and BJH methods, respectively. Prior to the measurement, the samples were dried in a drying box at 120 °C for at least 12 h, then evacuated in the ASAP instrument.



Temperature-programmed reduction (TPR-H2) of the prepared catalysts (0.025 g) was performed with a H2/N2 mixture (10 mol. % H2), flow rate 50 mL min−1 and linear temperature increase 20 °C min−1 up to 1000 °C. A change in H2 concentration was detected with a mass spectrometer Omnistar 300 (Balzers, Pfeiffer Vacuum, Asslar, Germany). Reduction of the grained CuO (0.16–0.315 mm) was performed to calculate absolute values of the hydrogen consumed during reduction.



Temperature-programmed desorption of CO2 (TPD-CO2) was carried out on AutoChem II (Micromeritics, Atlanta, GA, USA) equipment connected on-line to mass spectrometer (Prevac, Rogów, Poland). Prior to CO2 adsorption, all catalysts (0.08 g) were heated up no more than calcination temperature in He for 1 h (flow rate 50 mL min−1). Then, the samples were cooled to adsorption temperature 28 °C and the adsorption of CO2 (mixture 50% CO2 in He) was performed for 1 h. To remove physically adsorbed CO2, the samples were purified for 105 min in helium stream (50 mL min−1) at 28 °C. TPD-CO2 was carried out on catalysts using helium as a carrier gas (50 mL min−1). The desorption of CO2 was invoked by heating (20 °C min−1) up to a final temperature of 650 °C. The temperature was held for 10 min.



Temperature-programmed desorption of NO (TPD-NO) was carried out on the AutoChem II-2920 system (Micromeritics, Atlanta, GA, USA) connected on-line to a mass spectrometer (Prevac, Rogów, Poland). Prior to NO adsorption, the catalysts (0.08 g, 0.160–0.315 mm) were heated up no more than the calcination temperature in He for 1 h (flow rate of 50 mL min−1). Then, the samples were cooled to adsorption temperature of 50 °C and the adsorption of NO (50 mol. % CO2 in He) was performed at 50 °C for 1 h. To remove physically adsorbed NO, the samples were purified for 70 min in helium stream (50 mL min−1) at 50 °C. TPD-NO was carried out on catalysts using helium as a carrier gas (50 mL min−1). The desorption of NO was induced by heating (20 °C min−1) up to a final temperature of 650 °C. The temperature was kept constant for 10 min.




3.3. N2O Catalytic Decomposition


Catalytic decomposition of N2O was performed in an integral fixed bed stainless steel reactor with internal diameter of 5 mm in the temperature range of 300–450 °C and under atmospheric pressure. Total flow rate was 100 mL min−1 (NTP). The catalyst bed contained 0.1 or 0.3 g of samples with particle sizes in the range 0.160–0.315 mm. The space velocity 20–60 l g−1 h−1 was applied. Inlet gas contained 0.1 mol. % N2O balanced by helium. Moreover, 5 mol. % oxygen, 0.9 or 3 mol. % water vapor, 0.01 mol. % NO and 0.01 mol. % NO2 were added to some catalytic runs. The catalyst was pre-treated in He flow at 450 °C for 1 h. Then, the catalyst was cooled to the reaction temperature and the steady state of N2O concentration level was measured. Absolute error of N2O conversion X (%) determination was determined as X ± 4 (%) from repeated catalytic runs. Kinetic constants of first order rate law (k) were determined from Equation (2),


    k   =     n ˙   w   p     .   ln    1  1   − X      



(2)




where     n ˙     is total molar flow (mol s−1), w is weight of catalyst (g), p is atmospheric pressure and X is N2O conversion (-).



A mass spectrometer RGA 200 (Stanford Research Systems, Prevac, Rogów, Poland) and infrared analyser N2O (GMS 810 Series, Sick, Reute, Germany) were used for N2O analysis. In the case of the mass spectrometer, the mass/charge ratio of 44 was scanned and argon (0.3 mol. %) was applied as an internal standard for the instability elimination of the mass spectrometer. Data were acquired with UMS-TDS software. The content of the water vapor was determined from the measurements of temperature and relative humidity.





4. Conclusions


In this paper, the effect of calcination temperature on properties and catalytic activity of the Co-Mn-Al mixed oxide catalyst promoted with potassium was investigated. It was found that the increase in calcination temperature from 500 to 700 °C caused the gradual crystallization of Co-Mn-Al mixed oxide, which manifested itself in the decrease in Co2+/Co3+ and Mn3+/Mn4+ surface molar ratio, an increase in mean crystallite size, leading to lowering of specific surface area and worse reducibility. The catalyst surfaces of all catalysts were enriched by potassium and the increase in calcination temperature caused higher amounts of K atoms per unit of surface, which led to the increase in surface basicity and adsorbed amount of NO per unit surface.



In the inert gas and in the presence of O2 and H2O, the change in the physico-chemical properties due to the change in calcination temperature caused only slight catalytic activity decrease while a significant decrease was observed in wet acid stream. Observed NO inhibition was caused by the formation of surface mononitrosyl species bonded to tetrahedral metal sites or nitrite species, which are stable at reaction temperatures up to 450 °C and block active sites for N2O decomposition. The increase in number of these species with increasing calcination temperature was observed and was also reflected in differences in intrinsic activity expressed as kinetic constants normalized per unit surface.



A calcination temperature of 500 °C was concluded as the optimal temperature for the preparation of K-modified Co-Mn-Al mixed oxide catalyst for N2O decomposition in the tail gases from HNO3 production plant. The suitable position is downstream SCR NOx/NH3 where only small amounts of NOx can be present.
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Figure 1. Powder XRD patterns of the K/Co4MnAlOx mixed oxide calcined at different temperatures. S—spinel. 
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Figure 2. TPR-H2 patterns of the K/Co4MnAlOx mixed oxide calcined at different temperatures. 
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Figure 3. TPD-CO2 profiles of the K/Co4MnAlOx mixed oxide calcined at different temperatures. 
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Figure 4. NO signal from TPD-NO over (a) K/Co4MnAlOx-500 and (b) K/Co4MnAlOx-700. 
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Figure 5. Temperature dependence of N2O conversion over K/Co4MnAlOx mixed oxide calcined at different temperatures. Conditions: (a) 0.1 mol. % N2O balanced by He, (b) 0.1 mol. % N2O + 5 mol. % O2 + 0.9 mol. % H2O, (c) 0.1 mol. % N2O + 5 mol. % O2 + 0.9 mol. % H2O + 0.005 mol. % NO balanced by He (d) 0.1 mol. % N2O + 5 mol. % O2 + 3 mol. % H2O + 0.01 mol. % NO + 0.01 mol. % NO2 balanced by He, GHSV = 20 L g−1 h−1. 
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Figure 6. Time-on-stream, N2O catalytic decomposition in different reaction mixture over K/Co4MnAlOx calcined at 500 °C. Conditions: 450 °C, GHSV = 20 L g−1 h−1. 
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Figure 7. Kinetic constants of N2O catalytic decomposition at different reaction atmospheres (390 °C) over K/Co4MnAlOx mixed oxide calcined at different temperatures. Legend: (a) 0.1 mol. % N2O balanced by He; (b) 0.1 mol. % N2O + 5 mol. % O2 + 0.9 mol. % H2O balanced by He; (c) 0.1 mol. % N2O + 5 mol. % O2 + 3 mol. % H2O + 0.01 mol. % NO + 0.01 mol. % NO2 balanced by He. 
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Table 1. Physico-chemical properties of K/Co4MnAlOx mixed oxide calcined at different temperatures and activation energies of N2O catalytic decomposition in their presence.






Table 1. Physico-chemical properties of K/Co4MnAlOx mixed oxide calcined at different temperatures and activation energies of N2O catalytic decomposition in their presence.





	Sample
	K/Co4MnAlOx-500
	K/Co4MnAlOx-600
	K/Co4MnAlOx-700





	Co (wt.%)
	52.2
	54.5
	56.1



	Mn (wt.%)
	11.0
	11.5
	11.8



	Al (wt.%)
	5.0
	5.2
	5.2



	K (wt.%)
	2.2
	2.3
	2.3



	SBET (m2 g−1)
	98
	77
	71



	Vmeso (cm3 g−1)
	0.37
	0.35
	0.36



	Lc a (nm)
	8.7
	9.8
	11.7



	TPR-H2 (25–1000 °C) (mmol g−1)
	10.9
	13.6
	12.4



	TPR-H2 (25–500 °C) (mmol g−1)
	3.6
	4.5
	3.8



	Tmax b (°C)
	173; 387; 589; 776
	218; 434; 604; 754; 856
	229; 434; 625; 759; 856



	(Co + Mn) mean oxidation state
	2.4
	2.8
	2.5



	TPD-CO2 (28–650 °C) (mmol g−1)
	1.9
	3.2
	3.7



	TPD-CO2 (28–650 °C) (mmol m−2)
	0.02
	0.04
	0.05



	TPD-NO (50–650 °C) (a.u. g−1) c
	2.4; 8.3; 7.0; 11.8; 1.4
	n.d.
	1.2; 5.5; 14.7; 6.1



	TPD-NO (50–650 °C) (a.u. m−2)
	0.30
	n.d.
	0.39



	Ea (J mol−1) d
	104,423 e

117,626 f

188,013 g
	88,452 e

107,907 f

160,576 g
	97,315 e

136,848 f

167,477 g







a Mean crystallite size calculated from half-width of XRD peak S (311) using Scherrer’s formula. b Temperature maxima of reduction peaks from TPR-H2. c Area of individual peaks after deconvolution of NO signal. d Apparent activation energy evaluated from Arrhenius plot ln(k) = f(1/T). e 0.1 mol. % N2O balanced by He. f 0.1 mol. % N2O + 5 mol. % O2 + 0.9 mol. % H2O balanced by He. g 0.1 mol. % N2O + 5 mol. % O2 + 3 mol. % H2O + 0.01 mol. % NO + 0.01 mol. % NO2 balanced by He.













[image: Table] 





Table 2. Binding energies of core level electrons of catalysts and molar ratios of Co2+/Co3+ and Mn3+/Mn4+ ions.
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	Sample
	Co 2p3/2 a
	Mn 2p3/2 b
	O 1s
	O 1s
	Co2+/Co3+
	Mn3+/Mn4+





	K/Co4MnAlOx-500
	780.0
	641.9
	530.1
	531.8
	1.32
	2.88



	K/Co4MnAlOx-600
	779.9
	641.6
	529.7
	531.3
	1.30
	2.72



	K/Co4MnAlOx-700
	779.9
	641.5
	529.7
	531.4
	1.26
	2.68







a Position of the fitting peak corresponding to Co2+. b Position of the fitting peak corresponding to Mn3+.
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Table 3. Surface concentration determined using X-ray photoelectron spectrometry.
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	Sample
	K/Co4MnAlOx-500
	K/Co4MnAlOx-600
	K/Co4MnAlOx-700





	Co 2p (at. %)
	13.16
	12.56
	11.78



	Mn 2p (at. %)
	3.76
	5.05
	5.24



	Al 2p(at. %)
	7.72
	7.44
	7.86



	O 1s (at. %)
	55.08
	51.80
	51.68



	C 1s (at. %)
	13.50
	18.68
	18.21



	K 2p (at. %)
	4.04
	3.82
	4.48



	K (atoms nm−2)
	6.4
	7.6
	9.7



	Na 1s (at. %)
	1.24
	0.64
	0.75



	N 1s (at. %)
	1.51
	0
	0
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Table 4. Relation of surface to bulk concentrations of individual components.






Table 4. Relation of surface to bulk concentrations of individual components.





	Surface/Bulk Molar Ratio
	K/Co4MnAlOx-500
	K/Co4MnAlOx-600
	K/Co4MnAlOx-700





	Co
	0.5
	0.4
	0.4



	Mn
	0.6
	0.7
	0.7



	Al
	1.3
	1.2
	1.2



	K
	2.3
	2.0
	2.3
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