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Abstract

:

Al2O3-Cr2O3 refractories are completely substitution solid solutions and can effectively resist slag erosion when used as an industrial furnace lining. In order to provide suitable chromium corundum refractory with excellent slag resistance and mechanical properties for smelting reduction ironmaking, Al2O3-Cr2O3 samples with different mass percentages (0, 10, 20, 30, 40 wt.%) of Cr2O3 were prepared by a normal pressure sintering process to study its sintering properties, mechanical properties, thermal shock resistance, and microstructure. The results of densification behavior showed that the introduction of Cr2O3 deteriorates the compactness, the relative density and volume shrinkage rate of the composite material decrease with the increase of the Cr2O3 content, and the apparent porosity increases accordingly. In terms of mechanical properties, the hardness, compressive strength, and flexural strength of Al2O3-Cr2O3 material decrease gradually with the increase of Cr2O3. After 10 and 20 thermal shock cycles, the flexural strengths of the samples all decreased. With the increase of Cr2O3 in these samples, the loss rate of flexural strength gradually increased. Considering the slag resistance and mechanical properties of the composite material, the Al2O3-Cr2O3 composite refractory with Cr2O3 content of 20–30% can meet the requirements of smelting reduction iron making kiln lining.
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1. Introduction


The smelting reduction ironmaking process has a wide adaptability for raw material sources, which can avoid the use of coke. This process has little environmental pollution, so it is easy to build green factories. In recent years, the smelting reduction ironmaking process is regarded as the development direction of ironmaking in the future [1,2,3]. Nowadays, the COREX (smelting reduction) and HIsmelt processes, (direct smelting process) as new smelting reduction technologies, have been industrialized [4]. At present, the lining materials used in smelting reduction ironmaking reaction furnace mainly include Al2O3-C, MgO-C, MgO-Cr2O3, and Al2O3-Cr2O3 refractories [5,6,7,8]. Carbon-containing refractories have excellent slag resistance and thermal shock resistance, but they are easy to be oxidized. MgO-Cr2O3 materials have good slag resistance and erosion resistance, but the performance of MgO-Cr2O3 on thermal shock stability is poor, so they are easy to peel off [9,10]. Al2O3-Cr2O3 bricks with excellent slag resistance and suitable for use in oxidation/reduction atmosphere are selected for the HIsmelt equipment in Kwinana Plant, Australia. However, the lining needs to be replaced as a whole every two years for its short service life. Meanwhile, the furnace lining was found with serious damage on its sidewall bricks. Therefore, the short service life of the refractory material at the side wall slag line becomes a bottleneck to improve the service life of the HIsmelt furnace body [9,11].



Al2O3 and Cr2O3 have the same hexagonal crystal structure; they can form a complete substitutional solid solution (Al1-xCrx)2O3 (0 ≤ x ≤ 1) at high temperature in the whole composition range without any sign of eutectic [12,13]. The solubility of Cr2O3 in coal gasification slag (SiO2-CaO system) and various glass melts is much smaller than that of other oxide materials, so Cr2O3 or refractories containing Cr2O3 have good corrosion resistance to steel slag, non-ferrous smelting slag, coal gasification slag, oil–gas furnace slag, solid incinerator, and various glass melts [14,15,16,17,18,19,20]. However, the environment in the furnace of the smelting reduction ironmaking is very harsh with the high temperature, high oxidation degree, high FeO content, large fluctuation, etc. The service status of chromium corundum brick cannot reach the expectation, and the service life is still far from that of blast furnace lining [21]. At present, some people suggest that the slag resistance of Al2O3-Cr2O3 bricks in the smelting reduction ironmaking furnace can be improved when the content of Cr2O3 is increased on the basis of the original Al2O3-Cr2O3 bricks. Li et al. [22] reported the slag resistance to smelting reduction of Al2O3-Cr2O3 refractories with different Cr2O3 contents. They found that the slag permeability resistance of the material with low Cr2O3 content is poor; the slag resistance characteristic of the Al2O3-Cr2O3 refractory material will become better with the increase of Cr2O3 content. The slag resistance of the composites has been effectively improved due to the addition of Cr2O3. However, so far, there are few studies on the mechanical properties, thermal shock resistance, and microstructure of the composites due to the addition of Cr2O3. Kafkaslıoğlu et al. [23] reported the mechanical properties of an Al2O3-Cr2O3 ceramic system as armor material, but they only reported the effect of low Cr2O3 (0.5, 1, 5 vol.%) content on the microstructure and mechanical properties of Al2O3-Cr2O3 ceramic. Therefore, it is particularly important to study the effect of high percentage of Cr2O3 on the mechanical properties and microstructure of Al2O3-Cr2O3 composite refractory.



In this work, the Al2O3-Cr2O3 composite refractories with various Cr2O3 content were prepared by a normal pressure sintering process at 1600 °C for 4 h. The effect of Cr2O3 content on the microstructure and phase composition of Al2O3-Cr2O3 refractory was investigated. In addition, the effects of Cr2O3 content on the porosity, hardness, linear shrinkage, density, flexural strength, compressive strength, and thermal shock resistance of composite refractories have been widely discussed. Finally, some reasonable suggestions on the selection of lining refractories in smelting reduction ironmaking are presented.




2. Materials and Methods


2.1. Materials Preparation


Al2O3 and Cr2O3 powders were used as raw materials. These powders were selected from highly-purity materials in the market. The physical properties and chemical compositions of these raw materials are shown in Table 1. Five kinds of cuboid composites containing different content of Cr2O3 and Al2O3 particles were sintered, namely, monolithic Al2O3 (A), Al2O3-10 wt.% Cr2O3 (A-10C), Al2O3-20 wt.% Cr2O3 (A-20C), Al2O3-30 wt.% Cr2O3 (A-30C), and Al2O3-40 wt.% Cr2O3 (A-40C). Firstly, the mixture of Cr2O3 and Al2O3 was carefully weighed, mixed according to the ratio of Cr2O3 and Al2O3 above, fully mixed and crushed by a high-energy ball milling analyzer (F-P4000) with a grinding time of 30 min, and put it in an oven (DHG-9030A) to dry for 24 h. Secondly, the dried materials were forced to pass through a 200 mesh sieve to break the agglomerated materials; then, they were mixed by deionized water with 5% methylcellulose binder for the preparation of compacts. We weighed 20 g for each sample and poured them respectively into a 60 × 15 mm2 mold for pressing, obtaining the rectangular slab with an approximate size of 60 × 15 × 7 mm3 by compression through hydraulic equipment under 20 MPa. Finally, the green blank was dried at 160 °C for 24 h in an oven, heated to 1600 °C at a heating rate of 20 °C min−1 in a programmable resistance furnace, kept at 1600 °C for 4 h, and then naturally cooled to room temperature.




2.2. Characterization


The phase evolution of the samples was investigated by X-ray diffractometer (D8ADVANCE, Bruker, Billerica, MA, USA) with Cu Kα (λ = 1.5406 Å) and a maximum current and voltage of 45 kV and 40 mA, respectively, and the diffraction angle was from 10° to 90° with a scanning speed of 2°·min−1. The surface morphology, structure, and grain size of the samples were observed by scanning electron microscopy (SEM, JSM 6510LV, JEOL Ltd., Akishima, Tokyo, Japan), and the surface composition of the samples was analyzed by X-ray energy spectroscopy (EDS). The experimental density (ED) and apparent porosity (AP) of sintered samples were measured by a conventional liquid displacement method based on the Archimedes drainage principle, and the densification behavior of the sintered samples was evaluated by measuring the experimental density, apparent porosity, and firing shrinkage of sintered samples. In the mechanical test, Vickers microhardness (HV1.0) was measured with a load of 9.81 N, and five indentations were pressed on the sample by a Vickers hardness tester (HVS-1000Z, Zhenjiang, China) at room temperature to test the hardness of the sample; the experimental facility of flexural strength is shown in Figure 1a, and the schematic diagram of the span of the flexural strength test and the size of the sample is presented in Figure 1c. The size of the sample is about 60 × 15 × 7 mm3, and the span of the three-point bending test is 30 mm. The indenter at the upper end of the sample applies stress to the sample at a loading speed of 50 N/s ± 10 N/s until the sample breaks; then, it calculates the flexural strength of the sample. The implementation standard of the test operation is the flexural strength test method for ceramic materials (GB/T 4741-1999). The equipment for testing the compressive strength of the sample (STS520K, Zhenjiang China) is shown in Figure 1b, and the schematic diagram of the compressive strength test process along with the size of the sample is shown in Figure 1d. A cylindrical sample with a size of Φ 20 mm × 20 mm is placed on a lower plate of the testing machine. The upper pressure plate on the testing machine applies stress to the sample at a rate of 1 ± 0.1 MPa·s−1 until the sample is crushed, and the compressive strength at normal temperature is calculated according to the maximum load and the average compressive cross-sectional area when the sample is crushed. The implementation standard of the test operation is the compressive strength test method for ceramic materials (GB/T 4740-1999). In the thermal shock experiment, the samples were heated from room temperature to 1100 °C at a rate of 20 °C/min in a heating furnace; then, they were taken out after 15 min and cooled from 1100 °C to room temperature in air. We repeated the process for two groups 10 and 20 times, respectively. The flexural strength loss rate of the sample was calculated by testing the residual strength of the sample to characterize its thermal shock resistance. The calculation method of the flexural strength loss rate of the sample is as follows [24]:


    S σ  =    σ 1  −  σ 2     σ 1    × 100 %   



(1)




where Sσ is the loss rate of flexural strength, σ1 (MPa) is the flexural strength before thermal shock, and σ2 (MPa) is the flexural strength after thermal shock. The morphology, structure, and grain size of the surface and cross-section of the samples after thermal shock were observed by field emission scanning electron microscope.





3. Results and Discussion


3.1. Phase Identification


Figure 2a shows XRD patterns of sintered Al2O3-Cr2O3 ceramic materials with different Cr2O3 contents. Al2O3 and Cr2O3 have the same crystal structure, and all components will transfer completely to substitutional solid solutions at 1600 °C without other compounds forming. It is pointed out in reference [25] that the lattice parameters of corundum structures “a” and “c” increase linearly with the increment of Cr2O3 content, which conforms to Vegard’s law. When the radius of Cr3+ ions (0.076 nm) is larger than that of Al3+ ions (0.068 nm), the dissolution of Cr2O3 increases the lattice size of Al2O3 and decreases the diffraction peak angle, which conforms to Bragg’s law [26]. As shown in Figure 2a, the diffraction peak intensity of Al2O3-Cr2O3 solid solution phase decreased significantly with the increase of Cr2O3 content. The diffraction peak of the (104) crystal plane is the sharpest with the highest in intensity, and the corresponding diffraction peaks are shown in Figure 2b. It can be seen that the (104) peak moves to a lower angle from 36° to 34° with the increase of Cr2O3 content [23].



Macroscopic photos and SEM microstructure images of Al2O3-Cr2O3 composites with different Cr2O3 ratios are shown in Figure 3. The macroscopic photos of the Al2O3-Cr2O3 composite are shown in Figure 3a. With the increase of Cr2O3 content, the appearance of the composite changes from white (sample A) to pink (sample A-20C). Finally, the sample color changes from purplish gray (sample A-30C) to grayish green (sample A-40C). Under the condition of low chromium content (10–20 wt.%), the sample shows a pink color caused by Cr3+ ions separated or interacted in pairs. On the other side, when the chromium oxide content grows higher, the color changes gray because the spin–spin interaction between Cr3+ ions along the crystal axis increases. Finally, in the condition of high chromium oxide content (40%), the color turns green due to the interaction of Cr3+–O2−–Cr3+ [27].



The backscatter images (BSE) of the samples with different Cr2O3 content are shown in Figure 3 b–f. It can be seen that the Al2O3 ceramic is very compact with a fine grain size, as presented in Figure 3b. With the increase of Cr2O3 content, the grain size and porosity of the Al2O3-Cr2O3 composites increased slightly. The composites are almost entirely composed of Al2O3-Cr2O3 solid solution, and the Cr2O3 grains cannot be distinguished from Al2O3 grains due to the formation of solid solution. Figure 3g–k shows the X-ray energy spectrum (EDS) images of the samples with different Cr2O3 content. The results show that sample A is only composed of the Al2O3 phase. A substitutional solid solution of Al2O3 and Cr2O3 with granular is observed, and the particle size of the Al2O3-Cr2O3 solid solution phase is about 2 to 10 μm, as shown in Figure 3h–k. The atomic percentage and weight percentage of Cr gradually increase with the increasing of Cr2O3 content, which is consistent with the XRD analysis results.




3.2. Consolidation Behaviour


The sintering properties of Al2O3-Cr2O3 composites are shown in Figure 4. The relative density (RD) of sample A without adding Cr2O3 powder is 95.71%. As shown in Figure 4a, the RD of the Al2O3-Cr2O3 composites decreases gradually with the increase of Cr2O3 content. When the content of Cr2O3 is 10 wt.%, the relative density of the Al2O3-Cr2O3 composite decreased sharply, and the relative density of sample A-10C is 90.43%. When the addition amount of Cr2O3 increases to 30 wt.%, the relative density of the Al2O3-Cr2O3 composite decreases slightly, and the relative density of sample A-30C is 88.18%. The lowest relative density is observed when the Cr2O3 content is 40 wt.%, and the relative density of the sample A-40C is 87.23%. Firing shrinkage is the combined effect of sintering and thermal transformation/reaction [13]. A certain amount of volume shrinkage occurs after sintering during the preparation of the composite material. The change law of the length shrinkage ratio and volume shrinkage ratio is similar to that of relative density, as shown in Figure 4b. The length shrinkage ratio and volume shrinkage ratio of the Al2O3-Cr2O3 composites gradually decreases with the increase of Cr2O3 content. Sample A has the highest length shrinkage ratio and volume shrinkage ratio, and the length shrinkage ratio and volume shrinkage ratio are 8.1% and 22.2%, respectively. The lowest length shrinkage ratio and volume shrinkage ratio are observed when the Cr2O3 content is 40 wt.%, and the length shrinkage ratio and volume shrinkage ratio of the sample A-40C are 1.4% and 3.4%, respectively.



The change of bulk density of the ceramic system is related to the formation of a new phase, interactions between phases, or particle migration by thermal forces [28]. The apparent porosity (AP) ratio of Al2O3-Cr2O3 composites increases gradually with the increase of Cr2O3 content, as shown in Figure 4c. When the addition of Cr2O3 is 10 wt.%, the AP ratio of Al2O3-Cr2O3 composite increased sharply, and the AP ratio of sample A-10C is 6.90%. When the Cr2O3 content ranging from 20 to 40 wt.%, the AP ratio of the Al2O3-Cr2O3 composite increases slightly, and the AP ratios of samples A-20C, A-30C, and A-40C are 7.25%, 7.69%, and 8.22%, respectively. As shown in Figure 3, the Al2O3-Cr2O3 solid solution phase presents an obvious granular structure with the increase of Cr2O3 content, and the grain size and porosity also gradually increase, which is the main reason for the decrease of the relative density and firing shrinkage of Al2O3-Cr2O3 composites. The experimental density also presented a gradual increase law with the increase of Cr2O3 content. Theoretically, since the specific gravity of Cr2O3 (5.15) is higher than that of Al2O3 (3.95), the density of the sample should increase when the Cr2O3 content goes up. However, it can be seen from the figure that the ED of sample A-10 decreases obviously with the increase of Cr2O3 content and then increases steadily with the further increase of Cr2O3 content. The trend of AP can be observed from the figure that increased from 3.8% of the original sample A to 8.2% of the sample A-40C, which indicates that the addition of Cr2O3 will gradually increase AP. This is because Cr2O3 is easy to vaporize even at a very low partial pressure of oxygen. In addition, the formation of the solid solution absorbs heat energy additionally, so that the ceramic density is reduced [23].




3.3. Effect of Cr2O3 on Mechanical Properties and Thermal Shock Properties of Al2O3-Cr2O3 Composites


3.3.1. Hardness


Figure 5 shows the hardness curve of Al2O3-Cr2O3 composites with different Cr2O3 content measured by a Vickers hardness tester. It can be seen that the hardness of Al2O3-Cr2O3 composites is lower than that of monolithic alumina (18.31 ± 0.5 GPa). With the increase of Cr2O3 content, the hardness of Al2O3-Cr2O3 composites gradually decreases. When the proportion of Cr2O3 is between 0 and 30 wt.%, the hardness decreases slowly. When the content of Cr2O3 reaches 40 wt.%, the hardness value decreases sharply, and the minimum hardness value of the sample A-40C composite is only 8.2 GPa. Kafkaslıoğlu et al. [23] reported the mechanical properties of Al2O3-Cr2O3 ceramics as armor materials. However, they only studied the effect of low addition of Cr2O3 (0.5, 1 and 5 vol.%) on the microstructure and mechanical properties of Al2O3-Cr2O3 ceramics. In their experiment, the hardness of Al2O3-Cr2O3 ceramic is 20.2 ± 1.1 GPa when the content of Cr2O3 is 0 vol.%. When the content of Cr2O3 is 5 vol.%, the hardness of the Al2O3-Cr2O3 ceramic is 19.0 ± 2.0 GPa. The hardness value presented a gradually decreasing trend with the increase of Cr2O3 content, which is similar to the hardness change rule in this study. The typical diamond indentation images of samples A-10C, A-30C, and A-40C are shown in Figure 6a–c, respectively. It can be seen that the indentation area gradually increases with the increase of Cr2O3 addition, which is consistent with the calculation results of the hardness tester. Since the hardness of Cr2O3 itself is lower than that of Al2O3, adding excessive Cr2O3 will reduce the hardness of the material. In addition, the decrease of hardness is closely related to the consolidation behavior of the Al2O3-Cr2O3 composites. With the increase of the solid solution content of Cr2O3, the grain size gradually increases, the material becomes loose and porous, and the hardness gradually decreases.




3.3.2. Compressive Strength


Figure 7 shows the compressive strength of Al2O3-Cr2O3 composites with different Cr2O3 content measured by the universal mechanical testing machine. The result shows that the compressive strength of Al2O3-Cr2O3 composites is lower than that of monolithic alumina (406 MPa). With the increase of Cr2O3 content, the hardness of Al2O3-Cr2O3 composites decreases gradually. The lowest compressive strength is observed when the Cr2O3 content is 40 wt.%, and the compressive strength of the sample A-40C is 181 MPa. Although the increase of Cr2O3 content has a negative impact on the compressive strength of Al2O3-Cr2O3 composites, the material prepared in this experiment still has great advantages over the refractories used in general metallurgical kilns. Shu et al. [29] reported that Al2O3-SiC composites were prepared by sintering kaolin as the main raw material, and its compressive strength is only 54.3 MPa. Xiao et al. [30] reported that the normal temperature compressive strength of the Al2O3-C refractory used in the blast furnace they prepared was about 40 MPa. Yi et al. [31] reported that the compressive strength of the MgO-C refractories prepared by them at room temperature is about 70 MPa, which is also much lower than the compressive strength of the refractory material prepared in this experiment.




3.3.3. Thermal Shock Resistance and Flexural Strength


Chromium corundum multiphase ceramics are mainly used at high-temperature environments, and the ceramics may be subjected to thermal shock while working. Thermal shock will generate thermal stress, and ceramics will be destroyed when the thermal stress exceeds the fracture energy [32]. Therefore, thermal shock resistance is one of the most important properties of high-temperature structural materials. The thermal shock resistance of ceramic materials is a combination of mechanical properties and thermal properties, which can be expressed by the loss rate of bending strength. On the other hand, the thermal shock resistance of materials is determined by their thermal expansion coefficient, fracture energy, elastic modulus, and thermal conductivity coefficient. The main factors affecting physical quantities are the phase composition and microstructure of materials. The comprehensive properties of crystal phase determine the thermal shock resistance of the composite materials. Based on the thermal shock theory:


   Δ  T C  ∝    (   λ 2  G / α  E 0   )    1 ∕ 2     



(2)




where λ, α, G, and E0 are the thermal conductivity coefficient, thermal expansion coefficient, fracture energy, and elastic modulus of ceramic materials, respectively. G is determined by the flexural strength of the material, and a higher flexural strength is required in order to achieve a higher ∆TC.



As shown in Figure 8a, with the increase of Cr2O3 content, the flexural strength of the composite decreases gradually. The flexural strength of the monolithic alumina material is 108 MPa, and the flexural strength of the sample A-40C decreases to 78 MPa. With the increase of Cr2O3 addition amount and thermal shock times, the flexural strength of the samples decreased to varying degrees, being the flexural strength of sample A-40 is the lowest (50 MPa) after 20 thermal shocks. As shown in Figure 8b, after 10 and 20 thermal shock cycles, the flexural strength loss rates of sample A are 11.11% and 26.85%, respectively. The flexural strength loss rate is the smallest, which indicates that sample A obtains the best thermal shock resistance. With the increase of Cr2O3 addition in the sample, the bending strength loss rate of the sample gradually increases, and the flexural strength loss rate of the sample also gradually increases with the increase of thermal shock times. This shows that the addition of Cr2O3 has a negative effect on the thermal shock resistance of the sample. Kafkaslolu et al. [23] showed that adding 0.5 vol.% Cr2O3 to Al2O3 significantly increased the flexural strength of the composites from 199 to 286 MPa. They believed that the grain boundary modification caused by the larger size of the Cr3+ ions replacing Al3+ ions results in localized compressive stresses and hinders the propagation of cracks through grain boundaries, thus improving the fracture strength. However, with the increase of Cr2O3 content, localized compressive stresses caused by ion size misfit begin to overlap with increasing Cr2O3 content and its effect decreases, and the fracture strength of Al2O3-Cr2O3 composites with 1 vol.% Cr2O3 and 5 vol.% Cr2O3 content begins to decrease. In this experiment, the effect of the increase of more Cr2O3 content (10–40 wt.%) on the composites was investigated. With the increase of Cr2O3, the existence of Cr3+ ions causes the growth rate of Al2O3 to increase and promotes the grain size growth of Al2O3. Moreover, the ion radius of Cr3+ is larger than that of Al3+, and the grain size gradually increases, so the grain boundary gradually decreases, and the smaller the area, the smaller the grain boundary contact area, the more favorable the crack propagation, so the fracture strength of the composite material gradually decreases.



In order to study the influence of phase composition, microstructure, and physical properties on thermal shock resistance, SEM analysis was carried out to study the microstructure evolution of the samples before and after thermal shock. Figure 9 is a schematic diagram of a broken sample after three-point bending, and the area marked in the figure is the position of the SEM tests.



The surface SEM images of the sintered samples before and after thermal shock are shown in Figure 10. The surface secondary-electron (SE) images of the sintered sample are shown in Figure 10a–e. It can be seen that the proportion of solid solution increases gradually with the increase of Cr2O3 addition. Meanwhile, the grain size and the porosity of the material also increase gradually, which causes the composites to become more and more loose and porous. It perfectly verified the results of the sintering behavior mentioned above. The surface SEI images of the sintered sample after 20 thermal shocks are shown in Figure 10f–j. It can be seen that the surfaces of the samples after thermal shock have different degrees of pulverization, which is due to the growth of crystal particles in the material under high-temperature atmosphere. The stress concentration is formed locally and eventually leads to the surface pulverization of the material. As shown in Figure 10f–j, the proportion of the surface pulverization area of the composite material gradually increases with the increase of Cr2O3 addition.



The fracture SEM images of samples with different Cr2O3 content after a three-point bending strength test are shown in Figure 11. The fracture morphologies at low magnification are presented in Figure 11a–e. It can be seen that the fracture surface of the samples presents a state of discontinuous lamellar, and the material has different degrees of cleavage fracture. This fracture morphology is formed by the propagation of cracks along a family of dissociation planes parallel to each other but with different heights. The liquid phase bonding between Al2O3 particles has a certain intensity, and the fracture morphology becomes flat with the gradual increase of Cr2O3 addition. The SE images of the fracture under high magnification are shown in Figure 11f–j. The “cleavage step” in the sample diagram can be clearly observed; intergranular and transgranular mixed fracture is the fracture mode of the sample, and transgranular fracture dominates. With the increase of Cr2O3 addition, the fracture mode changed from intergranular and transgranular mixed fracture mode to intergranular fracture mode. The energy required for crack propagation through grains is higher than that required for crack propagation through grain boundaries. Therefore, with the gradual increase of Cr2O3 addition, the fracture mode changes and the material structure gradually becomes loose, resulting in the gradual deterioration of the bending strength of the samples.



Figure 12 shows the fracture morphologies of samples with different Cr2O3 contents after 20 thermal shocks. Figure 12a–e shows the SE images of the fracture at low magnification. With the gradual increase of Cr2O3 addition, the morphology of the fracture becomes flat. The fracture morphologies under high magnification are presented in Figure 12f–j. It can be seen that the Al2O3-Cr2O3 composites present a crystalline fracture section, and the intergranular fracture is a dominant mode of failure in Al2O3-Cr2O3 composites. After 20 thermal shocks, the samples have different degrees of pulverization, and the grain size is smaller than that before thermal shock, but the fracture mode of the material is mainly intergranular fracture. With the increase of Cr2O3 addition, the pulverization of the sample becomes more and more serious, and the transgranular fracture is hardly found, so the flexural strength of the Al2O3-Cr2O3 composites gradually decreases.






4. Conclusions


Al2O3-Cr2O3 composites were prepared by reaction sintering with Al2O3 and Cr2O3 powder at 1600 °C. The effects of Cr2O3 on microstructure, consolidation behavior, hardness, bending strength, and thermal shock resistance of Al2O3-Cr2O3 composites were investigated, and the conclusions are as follows:




	
The grain size and porosity increase gradually due to the formation of Al2O3-Cr2O3 solid solution phases; thus, the densification behavior of materials Al2O3-Cr2O3 gradually get worse along with the increase of content of Cr2O3. When the Cr2O3 content is 40 wt.%, the relative density and volume shrinkage rate of the Al2O3-Cr2O3 system achieve the minimum combined with the maximum porosity.



	
Due to the reduction of densification degree, the material becomes progressively porous, and the fracture mode of the material changes from transgranular and intergranular mixed fracture to intergranular fracture mode. Meanwhile, the hardness, compressive strength, and flexural strength of Al2O3-Cr2O3 composites all decreased. When the content of Cr2O3 in the system exceeds 30 wt.%, the mechanical properties of the Al2O3-Cr2O3 material decrease significantly.



	
After 10 and 20 cyclic thermal shocks, the flexural strength of the sample is reduced to varying degrees, and the fracture mode of composites is dominated by intercrystalline fracture. The flexural strength loss rate of samples gradually increases with the increase of Cr2O3 content. The maximum bending strength loss rate was observed when the Cr2O3 content is 40 wt.% after 10 and 20 thermal shock cycles; the flexural strength loss rates of sample A-40C were 17.72% and 36.71%, respectively. In addition, with the increase of Cr2O3 addition, the surface pulverization after thermal shock gradually becomes serious.



	
Although the increase of Cr2O3 content deteriorates the mechanical properties of Al2O3-Cr2O3 composites, the composites still have better mechanical properties when the Cr2O3 content is 20–30% and can meet the service requirements of molten reduction ironmaking.
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Figure 1. Real diagram (a,b) and schematic diagram (c,d) of the flexural strength and compressive strength experiment. 
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Figure 2. XRD patterns of Al2O3-Cr2O3 composites with different Cr2O3 content. 
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Figure 3. Macroscopic photo, backscatter (BSE) images (a–f) and X-ray energy spectrum (EDS) spectrums of Al2O3-Cr2O3 composites (g–k). 
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Figure 4. Parameters of prepared Al2O3-Cr2O3 composites: (a) relative density; (b) firing shrinkage; (c) apparent porosity; (d) experimental density. 
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Figure 5. Effect of Cr2O3 content on the hardness of composites. 
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Figure 6. Typical diamond indentation images: (a) A-10C; (b) A-30C; (c) A-40C. 
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Figure 7. Effect of Cr2O3 content on compressive strength of composites. 
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Figure 8. (a) Flexural strength before and after thermal shock; (b) the flexural strength loss rate of the sample after thermal shock. 
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Figure 9. Schematic diagram of fractured sample. 
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Figure 10. Secondary-electron (SE) images of the samples surface before and after thermal shock (a–j). 
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Figure 11. Fracture morphology of the samples after three-point bending (a–j). 
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Figure 12. Fracture morphology of the samples after 20 thermal shock cycles (a–j). 
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Table 1. Powder composition, particle size, purity, and production place of the materials used in this study.
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	Material
	Particle Diameter (μm)
	Purity (wt.%)
	Resource





	Al2O3
	1–8
	>99.5%
	Henan, China/Ou shang



	Cr2O3
	0.1–1
	>99.5%
	Hebei, China/Qing guang
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