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Abstract

:

In porous ceramics processing, the green body shaping technique largely determines the control of the final porous structure and material properties. The study is aimed at finding affordable approaches for the shaping of two different narrow-fraction fillers: F240 electro-corundum and hollow alumina microspheres. The results revealed the influence of accessible shaping techniques (semi-dry pressing, direct casting, and slip casting) on the structural and mechanical properties of porous alumina ceramics. The starting materials were characterized by XRD, SEM, EDX, and BET. The manufactured ceramics were studied in terms of microstructure, density, porosity, and flexural strength. Free stacking of the fillers’ particles during the direct and slip casting resulted in a higher porosity of ceramics compared with that of semi-dry pressing, while reducing its mechanical strength. Direct casting appeared preferable for ceramics with hollow microspheres because it maintained the integrity of the filler particles and preserved their inherent porosity in the ceramics. The optimal parameters for porous ceramics processing were determined as follows: pressing at 30 MPa and sintering at 1280–1320 °C with a bentonite content of 15 wt.%. In this case, the average density and open porosity of F240 samples reached 2.22 g cm−3 and 40.4%, while samples containing hollow microspheres reached 2.20 g cm−3 and 36.7%, respectively.
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1. Introduction


Porous permeable ceramics are widely used in many modern industries such as metallurgy, energy, chemical engineering, food production, medicine, etc. [1,2]. This class of materials serves as filtration elements and separation units, thermal and noise insulators, catalyst carriers, and successfully competes with its metal-, glass-, and plastic-based analogs [1,3]. Due to its high strength, chemical and heat resistance, as well as compatibility with biological tissues, a special place among porous ceramic materials is occupied by ceramics manufactured using alumina narrow-fraction fillers [4,5].



Quite a few manufacturing approaches have been developed to achieve the necessary combination of permeability and mechanical strength of porous ceramics, including those with alumina fillers [6]. Among these approaches, traditional ones could be distinguished, such as dry and semi-dry pressing with subsequent sintering [7,8,9,10], the use of pore-forming agents [4,11,12,13,14,15], impregnation of polymer spongy materials [16,17], foaming process [18,19,20,21,22], as well as relatively new ones; for example, gel casting [14,23,24,25], freeze casting [26,27], self-propagating high-temperature synthesis [28,29,30], and the use of hollow microspheres as a filler [31,32,33,34,35,36,37]. The industrialization of any approach is determined by its technological complexity, availability of raw materials, final product quality, and environmental impact [38]. For example, when using pore-forming agents, homogeneous microporous ceramics appeared difficult to obtain because of insufficient dispersion of the agent in the raw material [4,10]. The burnout of auxiliary polymer components is associated with a significant release of decomposition products and, consequently, with an additional environmental impact [24]. The ceramics prepared by the foaming process is known to achieve low mechanical strength [10].



In the porous Al2O3-based ceramics industry, alumina powders are known as the most commonly used filler [7,9,10,11,13,18,20,23,24], along with boehmite γ-AlOOH [4] and aluminum hydroxide Al(OH)3 [8,19,38]. In addition, there is an increasing interest in hollow alumina microspheres as a filler [31,32,33,34,35,39]. The comparatively high cost of this raw material could be justified by the control of pore types in final ceramics when using different sizes of microspheres and varying the amount of the binder.



Semi-dry pressing is known as one of the most simple, low-cost, and ecologically benign methods of porous ceramics shaping. To obtain items of complex shape, casting techniques [20,40] as well as additive manufacturing techniques [35] could be applied. 3D printing of ceramics, including porous, is a rapidly developing technological branch [41]. However, its industrial realization is often connected to high expenses because of the special equipment required and expensive auxiliary substances. In some cases, choosing a more custom technique to obtain a complex-shaped item might be considered optimum.



A key factor affecting the microstructure of porous ceramics is the stacking of the filler particles during the shaping process [28,42,43]. Thereby, the use of Al2O3 with different morphology (isometric and plate-like particles [9,10]), as well as mechanically treated alumina [9], and alumina with different dispersion compositions [44,45] was examined to increase the porosity and the strength of final ceramics. Meanwhile, it should not be overlooked that the filler morphology could be differently manifested in the microstructure of the ceramics, and it is likely to depend substantially on the shaping technique. However, this point is not widely discussed in the literature.



In the current research, three different shaping techniques are demonstrated in the processing of porous alumina ceramics with bentonite binder: (1) uniaxial static semi-dry pressing, (2) direct casting with a paraffin binder, and (3) slip casting. The filler was selected by its chemical inertness (no gas ejection on sintering) and controlled morphology. Electrocorundum and hollow alumina microspheres (HAM) meet these requirements, and the first is known to be effective in ceramics processing with different binders [43,45,46,47,48]. Ceramics based on HAM are prepared by the pressing technique most often [31,32,33]; therefore, there is interest in examining widely available casting techniques in their production. The comparison of the materials prepared from bulk and hollow alumina particles in different shaping approaches would elucidate how the pressure applied during the shaping affects their microstructures and mechanical properties.




2. Materials and Methods


2.1. Materials


Two types of alumina powders were used as starting materials (Figure 1): (1) electrocorundum F240 with a particle size of 10–100 μm (JSC RUSAL Boksitogorsk, Russia) and (2) hollow alumina microspheres (HAM) with the size of 50–60 μm (LLC KIT-Stroi, Russia). The sizes of alumina particles were declared by the manufacturers. From the results of BET, HAM had a specific surface area of 1.9 m2 g−1 and mainly contained mesopores. Electrocorundum was revealed as a microporous material with a specific surface area of 0.1 m2 g−1. X-ray diffraction analysis showed that α-Al2O3 was the main component in both types of raw materials. HAM also contained minor phases of γ- and θ- Al2O3. In the processing of porous ceramics based on electrocorundum and HAM, bentonite with a particle size of 10–30 μm originating from a Boksitogorsk mineral deposit was used as a fine technological binder. By the means of EDX, its contents were revealed as follows: Na2O—2.83%, K2O—1.64%, CaO—5.91%, MgO—3.43%, Al2O3—16.35%, SiO2—64.23%, Fe2O3—5.19%, and P2O5—0.42%. The proportion of bentonite in its mixture with alumina fillers was in a range of 5–25 wt.%.




2.2. Porous Ceramics Processing


2.2.1. Semi-Dry Pressing


Each type of alumina filler was proportionally mixed with bentonite. An amount of 7 wt.% of polyvinyl alcohol (PVA) (Alfa Aesar, Karlsruhe, Germany) was added to the mixture of powders. The press-powders consisting of the mentioned components were prepared by continuous mixing in a “Turbula” batch mixer (LLC Vibrotechnik, Saint-Petersburg, Russia) for 30 min. After that, the press-powders were deagglomerated by subsequent sieving through sieves with cells of 500 and 200 μm. Finally, the press-powders were stored in a closed desiccator, which was a glass container with a hermetically sealed lid, for 24 h to achieve particle wetting by PVA. The samples were uniaxially pressed at 20, 30, and 40 MPa by two-level loading and then sintered in air at 1250, 1280, 1320, and 1340 °C for 1 h.




2.2.2. Direct Casting


Preparation of ceramic samples by direct casting included preliminary mixing of the fillers (electrocorundum F240 and HAM) with bentonite binder. The content of bentonite in the mixtures reached 5–25 wt.%. The obtained mixtures were dried in air at 120 °C to constant weight, placed into a glass with melted paraffin, and kept on mixing for 20 min. The proportion of the paraffin binder in the obtained material was 25 wt.%. Then, the molding mass was placed into the EKON-UGShL (RPE EKON, Obninsk, Russia) machine and mixed in a vacuum. During the molding procedure, the temperature was maintained at 55 °C. The samples were molded at a pressure of 40.53 kPa. Ceramics were sintered in air on a sacrificial powder at temperatures of 1280 and 1320 °C for 1 h.




2.2.3. Slip Casting


The fine fillers (electrocorundum F240 and HAM) were preliminarily mixed with 5–25 wt.% of bentonite binder. The mixtures of powders were dried to a constant weight and wetted to a humidity of 40%. After that, the mass was stabilized either by alkaline or acidic agents. The slurries based on F240 particles were stabilized by the addition of NaOH to achieve pH 12 as well as 5 wt.% of PVA as a temporary technological binder. The mixtures based on HAM possessed poor stabilization both in alkaline (pH 12) and acidic (pH 3.5) media. The samples obtained by the casting of slurries with F240 were sintered in air at 1300 °C for 1 h.





2.3. Characterization Methods


The morphology and element composition of the raw materials were studied by scanning electron microscopy (SEM) and energy-dispersive X-ray spectroscopy (EDX), respectively, by a Jeol JSM-6390 LA electron microscope (JEOL Ltd., Akishima, Tokyo, Japan). Phase analysis of the corundum fine fillers was carried out by aShimadzu XRD 6000 X-ray diffractometer (Shimadzu Corp., Kyoto, Japan) with CuKα radiation in the range of 20° < 2θ < 70° with a step of 0.02°. XRD patterns were analyzed with Match! software (Crystal Impact GbR., Bonn, Germany) using open crystallography databases. The specific surface area of the corundum fillers was determined by the nitrogen desorption method by an Autosorb-1C/QMS automated surface analyzer (Quantachrome Inc., Boynton Beach, FL, USA). The specific surface area values were calculated by the BET method. The density and porosity of ceramic samples were obtained by the Archimedes method. To estimate the mechanical properties of ceramics, the three-point bend method was applied by an INSTRON 3382A testing machine (Instron, Norwood, MA, USA). The Microstructure of the ceramics fracture surfaces was revealed using an FEI VERSA 3D DualBeam scanning electron microscope (Thermo Fisher Scientific, Waltham, MA, USA).





3. Results


3.1. Semi-Dry Pressing


During the preparation of green bodies containing alumina filler and 5–25 wt.% of bentonite, the increase in compressing pressure from 20 to 40 MPa was accompanied by the lowering of relative porosity and the increase in the relative density of ceramics (Figure 1 and Figure 2). The effect of sintering temperature on the density and porosity of ceramics was the most pronounced when the materials were prepared with an additional 25 wt.% of bentonite (Figure 2 and Figure 3). However, when ceramics based on electrocorundum F240 contained this amount of the binder, it possessed lower porosity (31.3–38.6%) than similar samples produced with the addition of 5–15 wt.% of bentonite (39.1–47.5%). Ceramic discs pressed at 40 MPa possessed lower porosity than those at 20 or 30 MPa (31.3–45.1% and 33.2–47.5%, respectively). The ceramics sintered at 1250 and 1280 °C possessed insufficient transport strength.



Figure 4 shows the microstructure of ceramic samples prepared from electrocorundum F240 by sintering at 1320 °C. Bentonite in these samples is known to melt in the temperature range of 1250–1300 °C [49]. Consequently, the sintering occurred in the presence of a liquid phase. However, no traces of bentonite melt could be visualized between the particles of F240, which might be caused by its absorption by the macropores of electrocorundum. The observed microstructures were relatively homogenous with slit-and round-shaped pores of about 12 mm in diameter. The round-shaped pores were mostly present on the material pressed at 40 MPa.



The effect of bentonite content on the density and porosity of the ceramics produced with the use of HAM as a filler appeared similar to that in materials based on F240: the increase in the amount of added bentonite led to the growth in the average density and the lowering of open porosity (Figure 5 and Figure 6). Due to the nature and structure of HAM, the increase in closed porosity, as well as the decrease in average density, were observed in these ceramics compared with those prepared from F240. A slight growth of open porosity might be related to partial destruction of HAM during pressing. The density and porosity values demonstrated low sensitivity to the sintering temperature in a range of 1250–1340 °C.



Liquid-phase sintering mechanism was manifested in the microstructure of ceramics prepared with HAM as a filler (Figure 7). The bentonite melt filled the space between the microspheres and formed necks there. Irregularly shaped pores of about 30–50 μm in diameter located among the microspheres more frequently appeared in the ceramics pressed at 30 MPa than at 40 MPa because of the difference in stacking and packing density of HAM.



Figure 8 demonstrates the effect of bentonite content on the flexible strength of ceramics prepared with two types of alumina fillers by pressing at 30 MPa and subsequent sintering at 1300 °C. The samples consisting of 5 wt.% of bentonite binder possessed comparatively low flexible strength (5.2–22.3 MPa). When the bentonite additive reached 15–25 wt.%, the gradual growth in the strength of both types of material was observed (to 58.1–67.4 MPa for ceramics with F240; to 37.8–51.6 MPa for HAM-containing material). This strengthening was attributed to the reduction in porosity. The ceramics produced from electrocorundum had higher flexible strength than the materials prepared with the use of microspheres. The reported elastic modulus of alumina ceramics is about 400 GPa, while this value does not exceed 100 GPa for the binder [50,51,52]. For this reason, the propagation of cracks in the studied materials mostly occurred at the periphery of the filler particles, through bentonite [53]. Contact points of neighboring microspheres and the necks between them were much smaller than pores and could serve as the places for the formation of critical cracks [54]. Due to the irregular shape, the particles of electrocorundum formed numerous contacts as well as effectively blocked the crack propagation. The flexible strength of ceramics with equal amounts of bentonite also appeared to be affected by the porosity, which was slightly higher in the material with HAM.




3.2. Direct Casting


The samples of alumina ceramics prepared by direct casting method with the addition of 5 wt.% of bentonite and subsequently sintered at 1320 °C showed low density and high open porosity (44.7–46.8%) (Figure 9). These properties were accompanied by poor transport strength because the amount of bentonite binder they contained appeared to be not enough to cover the alumina particles and provide their sintering. The transport strength was raised when the bentonite content was increased to 15–25 wt.%. At the same time, a gradual lowering in porosity was observed for electrocorundum-based materials (to 42.3–40.1%) as well as for HAS-based ceramics (to 44.3–41.2%).



The microstructure ceramics manufactured by direct casting from electrocorundum was not sensitive to the sintering temperature (Figure 10a,b). After sintering at 1280 as well as at 1320 °C, the filler particles were homogenously arranged in the bulk and separated by the pores with elongated shapes and sizes of 15–90 μm.



With the temperature raise from 1280 to 1320 °C, the melting of bentonite was nearing completion. This resulted in the wetting of hollow microspheres, the formation of numerous necks between them, and an increase in the number of their contacts (Figure 10c,d). The pore size was not dependent on the sintering temperature and reached 30–100 μm, exceeding the corresponding value for the materials with F240 as a filler.



An amount of 5 wt.% of bentonite appeared insufficient to obtain flex-resistant alumina ceramics both with F240 and HAM fillers (Figure 11). Similar to ceramics prepared by semi-dry pressing, the increase in bentonite proportion to 15 and 25 wt.% resulted in a significant increase in ceramics’ flexible strength: up to 65.5 MPa in the case of F240 and 45.8 MPa in the ceramics with HAM. Electrocorundum-based materials were stronger for bending than materials containing microspheres. However, alumina ceramics prepared by direct casting possessed 5–8 MPa lower strength than the pressed materials.




3.3. Slip Casting


Figure 12 shows the integral structural and mechanical properties of the ceramics manufactured from electrocorundum F240 by slip casting. The average density of these materials was significantly lower than for the related ceramics produced by semi-dry pressing or direct casting. Even with the addition of 25 wt.% of bentonite, the density not exceeded 2.05 g cm−3. In the case of semi-dry pressing as well as direct casting, close values were obtained when the ceramics were processed with 5 wt.% of the binder. The porosity of slip-casted ceramics dropped from 50 to 45% with the amount of bentonite increasing from 5 to 25 wt.%. This was accompanied by the increase in their flexible strength from 21 to 45 MPa (Figure 12c), which could be explained by the changes in the microstructure. These changes include the reduction in pore sizes and the homogenous distribution of bentonite between the particles of F240 (Figure 13).





4. Discussion


Pressing and casting techniques yielded alumina ceramics with a wide range of pore sizes and different shapes of pores (Table 1). In most cases, the increase in porosity led to the deterioration of mechanical properties. The results from this study confirmed this pattern. Due to the selection of the required amount of binder, the produced ceramics possessed moderate porosity but increased flexible strength compared with that of other reported results. It was found that for the shaping techniques in which pressure is applied, the addition of 5 wt.% bentonite binder is not enough to achieve sufficient transport strength of the green bodies. When the content of bentonite was 25 wt.%, an excess amount of its melt, which formed during the sintering, led to undesirable compaction and closure of pores. Thus, both when using electrocorundum and alumina microspheres as the fillers, about 15 wt.% of bentonite is required to obtain strong porous ceramics. The preferred sintering temperature for the studied compositions is about 1300 °C.



Compared with the pressing techniques, in wet forming methods, an increase in the porosity is observed due to the free stacking of particles from the slurry during the liquid component removal. From the results obtained for ceramics with electrocorundum filler, the highest porosity could be achieved with the use of the slip-casting technique. The slurries in the direct casting and slip casting methods were prepared with different liquid components: in the first case, with paraffin; in another, it was water-based. Previously, in the manufacture of dense ceramics, it was described how the removal of temporary binders upon heating could depend on the binder’s nature [55]. The burnout of residual paraffin was preceded by its partial melting (about 50 °C) and leakage from the green body, inside which the capillary forces arose, constricting the pores. In the case of slip casting, the water contained in the green body evaporated upon heating without any similar effects on the pores.



Stabilization of the slip by adding electrolytes, such as acids or bases, is caused by the change in the electric potential on the particles’ surface due to ion exchange. This study required the approach and aggregation of particles to increase with the electric potential, resulting in aggregative stability of the suspension [56]. The fillers used in this study had different phase compositions and surface acidity. Unlike electrocorundum (α-Al2O3), the microspheres contained other aluminum oxide modifications, in particular, γ-Al2O3. The latter has the structure of a defective spinel, due to which strong acid Lewis centers are presented on its surface [57]. The inherent acidity of γ-Al2O3 complicated the search for the composition of the electrolyte to stabilize the slip. However, inhomogeneous phase content is typical for HAM because of their production technique [58,59].



The results obtained in this study showed that the use of wet forming methods is beneficial for the porosity of ceramics with alumina fillers, and at the same time leads to a decrease in the mechanical strength of the material compared with that of semi-dry pressing. In the manufacture of ceramics based on microspheres, the direct casting method is of particular interest. It is customary for some authors to divide pores in ceramics containing microspheres into two types: α—intrinsic internal pores of microspheres and β—pores formed between the microspheres [31,32]. The use of direct casting in combination with a low amount of bentonite allowed the preservation of α-porosity compared with pressing, since during casting, the microspheres are not subjected to the applied pressure. In addition, direct casting, in contrast to slip casting, does not involve the stage of selecting a stabilizer for the slip with a specific filler.




5. Conclusions


	(a)

	
The detailed study of microstructure, integral structural, and mechanical properties of porous alumina ceramics with two different types of filler was performed for the materials prepared by pressing (semi-dry pressing) and casting (direct casting, slip casting) techniques.




	(b)

	
The use of semi-dry pressing allowed us to obtain high flexural strength in porous alumina ceramics (up to 58 MPa with elecrocorumdum F240 as a filler). Meanwhile, casting techniques provided high values of porosity (up to 48% in the case of slip casting with electrocorundum F240).




	(c)

	
Independent from the shaping technique, the ceramics containing hollow microspheres were inferior to those with electrocorundum F240 in terms of flexural strength but possessed close values of porosity.




	(d)

	
The direct casting method was revealed to fit well for the production of porous ceramics with hollow alumina microspheres as a filler as it maintained the integrity of the filler particles and thus provided higher porosity compared with that of the pressing technique.
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Figure 1. Morphology and phase contents of (a) hollow alumina microspheres and (b) electrocorundum F240. 
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Figure 2. Content of bentonite binder vs. density of ceramics based on electrocorundum F240 pressed at (a) 20; (b) 30; and (c) 40 MPa. Sintering temperature is indicated in a legend. 
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Figure 3. Content of bentonite binder vs. open porosity of ceramics based on electrocorundum F240 pressed at (a) 20; (b) 30; and (c) 40 MPa. Sintering temperature is indicated in a legend. 
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Figure 4. SEM images of fracture surfaces of ceramics based on electrocorundum F240 with 15 wt.% of bentonite binder pressed at (a) 30 and (b) 40 MPa. 
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Figure 5. Content of bentonite binder vs. density of ceramics based on hollow alumina microspheres (HAM) pressed at (a) 20; (b) 30; and (c) 40 MPa. Sintering temperature is indicated in a legend. 
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Figure 6. Content of bentonite binder vs. open porosity of ceramics based on hollow alumina microspheres (HAM) pressed at (a) 20; (b) 30; and (c) 40 MPa. Sintering temperature is indicated in a legend. 
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Figure 7. SEM images of fracture surfaces of ceramics based on hollow alumina microspheres (HAM) with 15 wt.% of bentonite binder pressed at (a) 30 and (b) 40 MPa. 






Figure 7. SEM images of fracture surfaces of ceramics based on hollow alumina microspheres (HAM) with 15 wt.% of bentonite binder pressed at (a) 30 and (b) 40 MPa.



[image: Ceramics 06 00009 g007]







[image: Ceramics 06 00009 g008 550] 





Figure 8. Flexible strength of ceramics produced with electrocorundum F240 of hollow alumina microspheres as fillers vs. bentonite binder content in them. 






Figure 8. Flexible strength of ceramics produced with electrocorundum F240 of hollow alumina microspheres as fillers vs. bentonite binder content in them.



[image: Ceramics 06 00009 g008]







[image: Ceramics 06 00009 g009 550] 





Figure 9. (a) Density and (b) open porosity of alumina ceramics based on electrocorundum F240 and hollow alumina microspheres produced by direct casting with different amounts of bentonite binder. 
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Figure 10. SEM images of fracture surfaces of ceramics based on (a,c) electrocorundum F240 and (b,d) hollow alumina microspheres prepared with 15 wt.% of bentonite binder by direct casting. The figures indicate the sintering temperature in °C. 
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Figure 11. Flexible strength of ceramics produced with electrocorundum F240 of hollow alumina microspheres as fillers vs. bentonite binder content in them. Direct casting, sintering at 1300 °C. 
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Figure 12. Content of bentonite binder vs. (a) density, (b) open porosity, and (c) flexible strength of ceramics based on electrocorundum F240 prepared by slip casting. 






Figure 12. Content of bentonite binder vs. (a) density, (b) open porosity, and (c) flexible strength of ceramics based on electrocorundum F240 prepared by slip casting.



[image: Ceramics 06 00009 g012]







[image: Ceramics 06 00009 g013 550] 





Figure 13. SEM images of fracture surfaces of ceramics based on electrocorundum F240 and obtained by slip casting with (a) 5, (b) 15, and (c) 20 wt.% of bentonite binder. The figures indicated the sintering temperature in °C. 
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Table 1. Properties of porous alumina ceramics produced by pressing and casting techniques with different binders.
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Molding Technique

	
Filler

	
Binder

	
Porosity (%)

	
Pore Size (μm)

	
Tensile Strength (MPa)

	
Flexible Strength (MPa)

	
Reference






	
Pressing

	
Electrocorundum

	
Porcelain

	
17–26

	
1.2–4.1

	
n/a

	
0.5–15.1

	
[44]




	
Electrocorundum

	
Porcelain

	
44

	
n/a *

	
n/a

	
14.6

	
[45]




	
Corundum

	
Rice husk, sugar cane cake

	
44–67

	
70–178

	
1.5–20.4

	
n/a

	
[13]




	
Corundum

	
Kyanite, white clay

	
42

	
248.8

	
n/a

	
n/a

	
[10]




	
Corundum

	
Quartz, calcite, microcline

	
66.1

	
1.32

	
n/a

	
23.8

	
[7]




	
Electrocorundum

	
Bentonite

	
40.0–40.7

	
n/a

	
n/a

	
58.1

	
this study




	
HAM **

	
CaSiO3, Na2SiO3

	
78–81

	
n/a

	
n/a

	
n/a

	
[31]




	
HAM

	
SiO2

	
61.9

	
n/a

	
n/a

	
n/a

	
[34]




	
HAM

	
Bentonite

	
36.6–36.8

	
n/a

	
n/a

	
37.8

	
this study




	
Gel casting

	
Corundum

	
mCaO·nAl2O3

	
76–83

	
1–1700

	
n/a

	
n/a

	
[24]




	
Corundum

	
Kaolinite

	
45.0–47.9

	
1.28–2.55

	
n/a

	
n/a

	
[23]




	
Slip casting

	
Corundum

	
mCaO·nAl2O3

	
73.7

	
348

	
n/a

	
n/a

	
[18]




	
α+γ Al2O3

	
SiO2

	
56–64

	
~1–1000

	
n/a

	
3.2–11.0

	
[20]




	
Electrocorundum

	
Bentonite

	
48.1

	
n/a

	
n/a

	
32.4

	
this study




	
Direct casting

	
HAM

	
Bentonite

	
44.3

	
n/a

	
n/a

	
32.1

	
this study




	
Electrocorundum

	
Bentonite

	
42.3

	
n/a

	
n/aa

	
50.7

	
this study








* n/a—not available; ** HAM—hollow alumina microspheres.
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