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Abstract

:

High specific surface is a significant characteristic in zinc coatings that can be highly applicable in batteries and catalysts. Conventional methods to create foams are not cost-efficient, nor could they make a high specific surface. Electroplating has been developed that can produce a very high specific surface foam. On the other hand, conductive ink can create an affordable conductive surface with a high specific surface, so the study on using conductive ink, which has a cost-efficient nature, was necessary to create a conductive surface. This work has investigated the effect of crucial parameters, such as graphite size, coating time and bath composition, on the current efficiency and SEM microstructure. As a result, a 3 µm graphite size was found to be appropriate. Coated zinc escalates linearly with current efficiency for up to 5 h, and then it decreases. Although the zinc concentration increases up to 0.12 mol/L in the electrolyte, making a slight increase in loading, the current efficiency was almost unchanged. However, if it increases more, the loading and current efficiency significantly rise so that the loading grows up to 16 times and the current density increases up to 86%. Additionally, the morphology changes from dendritic to compact plates, sphere and semi-sphere, subsequently.
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1. Introduction


The production of light materials with high efficiency in the battery and catalyst production industry has been the focus of various materials engineering research topics. One of these cases is the synthesis of catalysts, cathodes and anodes of batteries. As is known, the reaction surface plays a key role in heterogeneous reaction kinetics, so it can be achieved by using processes that create a high specific surface area. At the same time, production costs have been diminished due to the reduction of consumables [1,2,3]. The development of nanotechnology and nanomaterials leads to create a vast surface of reaction that have been used in various industries [4].



Various methods, including methods of synthesis from melt [5], the use of metal vapor with vapor deposition [2,6,7], powder metallurgy [8,9,10], and electrochemical methods [11], have been proposed for making cellular solid [12] and metal foams [13,14]. Among these methods, some are able to produce open-cell foams, and some are suitable for closed-cell foams. The method of using a metal melt to create zinc foam, synthesized by adding ZrH2 to the zinc melt, creates closed porosity foams that do not have a very high specific surface area [5]. Using TiH2 and ZrH2 melt method, zinc foams with porosity of 81 to 92% with closed porosity were obtained [15]. One of the methods used to create high porosity metal foams is to apply a coating on polyurethane foams. This coating can be generated by various methods, such as conductive ink containing graphite. After conducting the foam surface by conductive ink, a nickel coating was applied by electroplating method resulting foams with 98% porosity [16,17,18,19]. In addition, zinc foams or fibers, which are attained from electroplating process, are used as anodes for batteries that can expand battery lifespan [20]. Therefore, the zinc fibers achieved by pouring molten zinc onto the turntable generally were exploited in the battery anodes, in which the special surface of the anode plays a crucial role in the anode’s efficiency [17]. In another study, zinc coating on the surface of polyurethane foam was created after degreasing, acid washing, and activating the foam surface. In this way, first, the electroless copper coating was applied, and then the surface of the foam was coated by electroplating in zinc sulfate solution, which creates a porosity of more than 90% [21].



Battery life extension by increasing the specific surface area of the battery’s anode encouraged the application of dendritic zinc anodes with a higher specific surface area. These anodes are obtained by electroplating zinc with a specific surface area of about 12 square meters per gram. Moreover, the size of nanoparticles synthesized in this method is reported to be 54 to 96 nm, which has accelerated the reaction rate by increasing the effective surface area by 10 to 25 times compared to normal anodes [1]. The use of zinc foams created by the method of stabilizing suspended zinc powder particles, which have become solid foam, is also one of the proposed methods for creating this type of anode, which is used to create porosity. The volume of pores is about 220 mm3 per gram, with pores diameter ranging from 8 nm to 20 µm [3].



Hyper dendritic zinc coating, which is achieved by electroplating zinc sheets using a bath containing KOH, ZnO, and H2SO4 electrolyte, positively affects battery lifespan [22]. Conductive graphite is used as a zinc metal host by electrolytic zinc plating to achieve a suitable active surface for battery anodes. This coating is applied to graphite fiber in a bath containing sodium sulfate and zinc sulfate. In this process, the annealing of graphite fibers is done to create hydrophobicity. Unfortunately, the surface properties such as specific surface area, coating morphology, or particle size has not been reported, and only the attributes of the generated battery were measured [23]. A type of copper alloy foam has been used as the electrode, which has been obtained by electroplating, to create a catalyst for electrochemical reduction of carbon dioxide [24]. A bath containing zinc sulfate, sulfuric acid and copper sulfate was used to create this alloy foam [24]. The depth of pores created by this method, is six to 16 µm [24], and the size of zinc particles is 30 to 50 nm [25], respectively. Additionally, dendritic zinc electroplated on silver has been used as a catalyst for the conversion of carbon dioxide to methanol, the achieved foam has micron-sized pores [26]. Zinc foam is also created by the suspension of zinc powder particles in emulsions containing carboxymethylcellulose, sodium dodecyl sulfate, decane and water to create zinc-air batteries anode. The resulting zinc particles, which lacked zinc oxide, were first dried at 120 °C and then sintered at 409 °C in an argon gas stream. The sponge is raised, but no research has been conducted on the shape, size, and active surface area [27].



The electroplating of zinc on copper and nickel foams has been studied at a constant current density. Electron microscopy images showed zinc-like coatings formed on the surface of the foams, which can have an immense specific surface area [28]. The specific surface area obtained from the electrolytic plating process is significant, but first, an appropriate conductive surface must be provided to create multiple layers. The use of costly processes such as conducting a conductive surface by plastic plating methods will make the coating more expensive, so affordable processes should be considered to create a conductive base coating. One of these methods is the utilization of graphite and graphite inks as conductors [28]. The conductive ink was investigated to create a conductive coating on paper for RC circuits, in which the steps of preparing the graphite-based conductive ink were investigated for a fully conductive layer with low electrical resistance [28]. Very cheap commercial graphite powder is used to reduce the cost of the conductive layers. However, the size of graphite particles, which greatly affects conductivity, has not been reported [29]. On the other hand, the idea of using graphite-based conductive ink was developed by using a mixture of carbon black and graphite with a size of 17 µm. The lowest electrical resistance was achieved when the weight ratio of graphite to carbon black was 1.8 [30].



In this research, an attempt has been made to develop a method of using conductive ink to create inexpensive foams and to achieve surfaces with a very high specific area using conductive ink and electrolytic coatings on the conductive surface. Unlike previous studies, the effect of graphite particle size on the foam’s properties has been investigated. Moreover, crucial parameters of the plating bath such as time, zinc concentration, zinc acetate, and acetic acid concentration are investigated. On the other hand, attempts will be made to obtain structures with high specific surface area and nanometer cavities to create more reaction sites.




2. Materials and Methods


2.1. Materials


Two types of polyurethane foam were used in this research, one with high density with 0.05 g/m3 and another with lower density with 0.035 g/cm3 Foams were washed and degreased by 96% ethanol (Merck product) and 5% caustic soda (Merck product) solution, respectively. In addition, the foams were subsequently washed by 1% sulfuric acid (Dr. Mojallali Industrial Chemical Complex Co., Kaveh Industrial City, Saveh, Iran) solution and then etched with potassium permanganate (Merck KGaA, Darmstadt, Germany). Commercial conductor graphite powder (made by Nirou Seraj Industrial Carbon Brushes Co., Tehran, Iran) and commercial liquid sodium silicate (glass water made by Zarin water glass Co., Qazvin, Iran) were used to make conductive ink. Graphite particles were crushed by a mixer mill, and subsequently, the size of graphite particles was measured by a laser particle size analyzer as far as the suitable size of graphite was achieved for optimum conduction of the ink. Thus, the optimum size of graphite powder was considered to be 3 µm which then was used for the main tests. In addition, the conductor ink was made by adding 50 g of graphite powder to 250 mL of water and adding 5 g of liquid sodium silicate adhesive, which was stirred on a magnetic stirrer for 24 h before homogenizing the ink at ambient temperature.




2.2. Methods


Since the formation of porous metal requires the main substrate to be light and of high porosity, the electrolyte can easily pass through it and settle on the foam surface. Various types of foams, including polyethylene foams, poly sponges high-density urethane and low-density foams were tested for coating, but the surface of high-density foams was closed quickly during coating, and surface closure prevented electrolyte penetration, so the plating process was interrupted. Thus, low-density foams were better in practice, so two types of polyurethane foam were used, one of which had a density of 0.05 g/cm3, and the other had a density of 0.035 g/cm3. First of all, foams were cut to dimensions of 10 × 10 × 10 mm, their weight was measured and recorded with a scale weighting 0.001 g Kern KB360 and then washed in ethanol for 10 min and dried in ambient atmosphere. The sample was placed in a degreasing solution for 10 min after it was rinsed with distilled water. Next, it was placed in an etching solution for 10 min, washed with distilled water, and dried in the ambient atmosphere. Next, the copper wire was connected to the foam and it was immersed in the conductor ink solution for half an hour. It was then dried in an oven at 100 °C for 3 h, its resistance was measured from the wire head to the end of the foam. If this resistance was less than 100 Ω, it was useable for sequence tests; otherwise, the immersion operation should have been repeated.



To apply the coating on graphite-coated foams connected to copper wire, they are placed in the bath and connected to the cathode. the commercial pure 99.98% zinc sheet product of Khales Sazan zinc production Company was used as the anode. A magnetic stirrer gently stirred the bath and its pH was dynamically measured by a pH meter of Metrohm (Model 780) and kept constant with a solution of caustic soda and sulfuric acid solution.



The foams in the same conditions were coated in a bath containing 10% acetic acid solution and 25 g/L of sodium sulfate for one hour and then analyzed for uniformity, adhesion, and coating quality. After the electrodeposition process, the sample was washed in distilled water, dried in an oven, and then weighed. The composition of the bath and the conditions of electroplating are listed in Table 1.



A series of tests were carried out to achieve the optimal coating time so that the highest current efficiency with the highest coating porosity is produced. The foam preparation and bath composition used were considered as current density experiments. With the difference that all experiments were performed on the optimized current density in the previous experiment. In this part, the tests were performed from one hour to 10 h from the time of coating and its effect on the current efficiency, weight, and quality of the coating (no shedding, adhesion, and non-etching of the foam coating) was investigated.



The composition of the bath and its effect on the coating applied on the foam should be investigated. The parameters under study include the effect of zinc concentration, acetic acid concentration and zinc acetate concentration. Each of these parameters were investigated at three different levels and their effect on current efficiency and coating weight was measured.



One of the most important parameters under study is the effect of zinc concentration in the plating bath on the quality of the coating. This effect was studied using adding pure zinc acetate made by Merck company and dissolving in the bath, which was done in zinc concentration 0, 0.076, 0.115, 0.136, and 0.272 mol/L. The atomic absorption method was used for chemical analysis. The complementary method of titration has been used for investigations. The results obtained from these two analyses confirmed each other.



The morphology, structure, and quantitative analysis of the coating are of critical importance and affect the quality of the foam and its specific area. Olympus optical micro-scope (model BX53) and scanning electron microscope (FEI ESEM QUANTA 200) were used to examine the shape, morphology, and quantitative analysis of the coating.



To eliminate the effect of current density in all tests, the current density was chosen to be a constant parameter. The current density of electrodeposition was set to 0.2 A·cm2 cross section of the foam, for the surface is etched at higher current densities and also does not have the required specifications, such as adhesion to the foam surface, non-etching, strength, non-powdering, and non-destruction of sediment, etc. At lower current densities, the coating rate was very low. For this reason, in the tests performed, the current density was used, which had the best properties in terms of the mentioned parameters.





3. Results


3.1. Graphite Particle Size Effect


After crushing the graphite, the size of the graphite particles was checked by a laser particle size analyzer in order to obtain the appropriate size. Figure 1 represents the effect of crushing time on graphite particle size, as observes, crushing graphite has reduced the size of graphite. Additionally, Figure 1 illustrates the effect of crushing time on the specific surface of graphite powder. It can be seen that increasing the crushing time leads to a specific surface rise.




3.2. Effect of Particle Size on Ink Conductivity


The effect of graphite particle size on conductivity is shown in Figure 2. It is observed that the conductivity improved by reducing the graphite particle size. The conductivity increase in the presence of polyurethane is more than in paper and polyethylene.




3.3. Zinc Coating Results


In Figure 3, the coating weight results relative to the foam’s initial weight are plotted versus the application time of the coating. This curve is s-shaped and includes the nucleation, growth, and end stages. Additionally, visual observations during the process, shows the accumulation and release of hydrogen ions on the surface. In Figure 4, the current efficiency curve is plotted in terms of coating time. The increase in efficiency up to the first 4 h then a drop-in efficiency rate (curved region) after the linear region can be observed. Figure 5 indicates EDS analysis results with an electron microscope image for a sample electroplated for 10 h, which shows the formed phases, including zinc and zinc oxide. Figure 6 shows electron microscope images of zinc deposits corresponding with samples 3, 4, 5, 6, and 10 h. As can be seen, the coating is created in the form of a sheet with enormous of coating. Additionally, holes with a size of nanometers are observed.




3.4. The Effect of Zinc in the Bath


Various types of zinc compounds are added to the plating bath to investigate the effect of zinc species on coating quality. First, zinc acetate was added to the bath, which had an intensely positive effect on the weight of the coating. The diagram of the impact of increasing zinc is shown in Figure 7. It was observed that in the bath, there is no dendritic zinc sediment, nor the obvious effect of adding zinc is recognized on the loading and current efficiency. Moreover, the coating structure becomes more compact with a gradual increase in zinc deposition, and the plates stick together. With the additional increase of zinc concentration, both the current efficiency and loading rate increase, and the structure becomes spherical. The further growth of zinc coating makes a semi-spherical structure. Since this study aimed to obtain a higher specific surface area, but the addition of zinc compounds reduces the specific surface area, its addition was not considered appropriate. However, the effect of zinc species concentration on the microstructure seems very interesting to be evaluated in later studies.





4. Discussion


4.1. Graphite Particle Size Effect


Figure 1 represents the effect of crushing time on graphite particle size. As reported in other works [31,32] grinding graphite has reduced the size of graphite; on the contrary, in some studies, the particles have agglomerated, and the size has increased during the milling process [33]. This difference is due to the fact that ball mills make an agglomeration of graphite particles [34] that can be reduced by using the shear mills [35]. Hence, the ice-breaker program is used at the mixer mill apparatus, which crushes the graphite particles with high power and a sharp stainless-steel blade, so that aggregation does not happen. With regards to the effect of crushing time on the specific surface of graphite powder (Figure 1), increasing the specific surface area confirms previous reports [30,31,32,33,34].




4.2. Effect of Particle Size on Ink Conductivity


The effect of graphite particle size on conductivity is shown in Figure 2. Although no record has been found to survey the effect of particle size on the conductivity, it is observed that the conductivity can be improved by reducing the graphite particle size. However, since the creation of a single layer of graphite in a structure similar to graphene creates a much higher conductivity, it can be said that a similar effect may also be created here, although the size and shape of the particles are far from reaching the size and shape of graphene [36,37]. It is suggested that in future research, the effect of graphene formation on electrical conductivity should be investigated more carefully. Here, no claims are made about the obtained evidence and only the results of other researchers are mentioned.




4.3. Zinc Coating Results


This curve (Figure 3) is s-shaped and includes the nucleation, growth, and end stages. In the nucleation stage, the formation of zinc coating on the foam surface is happening at a low speed because of the low conductivity of the conductive ink, which has caused a low coating rate. On the other hand, most of the applied energy is spent on hydrogen reduction, and the current is wasted in the initial stage. In the competition for electron adsorption, H+ has a better chance than Zn2+ to reduce more on the surface graphite. Additionally, visual observations during the process confirm the accumulation and release of hydrogen ions on the surface. Because graphite is an excellent catalyst for hydrogen reduction and release, most of the applied current is spent on hydrogen reduction and less on zinc. [38,39] Thus, in the initial steps of the electrodeposition process, hydrogen release diminishes current efficiency in Figure 4. After the coating is formed on the entire surface of the foam, the conductivity is greatly increased, so the coating rate increases, which makes the growth step. Due to the formation of the zinc layer on the graphite surface, the nucleation of hydrogen bubbles on the zinc surface is difficult. As a result, the current efficiency increases, so more current employs for zinc reduction instead of hydrogen reduction, and zinc coating grows faster.



The exchange current density on the zinc surface for the hydrogen release reaction is about 10−10 A/m2. The degree of polarization, due to the hydrogen gas release, is low, and most of the applied current is spent on the deposition of zinc on the foam surface [40,41]. As a result, the loading increases by creating a zinc coating on the foam surface. In the final stage, the deposition rate decreases again, for the sediment porosity is very high, as was observed in electron microscopy results. A concentration gradient is created through the spaces inside the porosity that decline the current efficiency.



On the other hand, the hydrogen emission in solution due to polarization decrease the hydrogen ions concentration. Consequently, while pH rises, the value of sediment zinc at the cathode surface has reduced. Increasing the pH at the front of the coating surface causes the deposition of zinc hydroxide. The formation of zinc hydroxide creates an insulating layer and prevents the continuation of the deposition process. Figure 3 shows the zinc reduced value over time. The decrease in zinc weight percent can be due to the reduction of zinc reduction efficiency. As shown in Figure 4, by increasing the time, the efficiency of the cathodic reduction of zinc decreased significantly. The decrease in zinc reduction can be the release of hydrogen gas evaluation on the surface instead of zinc. Therefore, it is expected that with increasing time, the value of hydrogen ions in front of the surface of the cathode will decrease drastically, and due to the increase in pH value, according to the curve, the possibility of zinc hydroxide sedimentation will increase. In this situation, using a technique that can confirm the presence of oxygen on the surface can be very useful. The X-ray technique is utilized to identify different phases. However, since the amount of oxide or hydroxide formed at the surface in comparison to the deposited metal is much less than 5%, it is practically impossible to detect this phase. Therefore, another method should be used to detect this compound in very small amounts. One of the most efficient techniques that can be used in this field is the EDS or XPS method.



The detection of hydrogen is essentially impossible by a lab-based EDS or XPS. Recruitment of a technique that correctly proved the existence of oxygen may be used for the presence of zinc hydroxide compounds as evidence. By using the EDS method, the presence of oxygen in the surface layer can be detected in a much simpler and more economical way. Figure 5 indicates EDS analysis results with an electron microscope image for a sample electroplated for 10 h, which shows the formed phases, including zinc and oxygen. The formation of the insulating oxide layer causes the possibility of the growth of new sediment to decrease in the places where this layer is formed. As a result, the current efficiency, and the rate of zinc reduction, decrease.



The increase in efficiency up to the first 4 h (Figure 4) can be attributed to a rise in the reaction rate due to the creation of new coatings surfaces that develop the surface’s conductivity. A drop-in efficiency rate after the linear region can be attributed to the coating falling after 4 h and the instability of the layer.



Electron microscope images (Figure 6) show that the thickness of the zinc plates decreases. After 4 h, the size of the pores increases, and the thickness of the walls decreases. As can be seen in Figure 6a, there is probably a relatively large surface area available during the formation of initial deposits on the surface of the foam. In these conditions, the concentration of zinc in the solution is relatively high. As a result, the electro-reduced zinc plates are formed close to each other and get a chance to grow very thick. With the progress of the reaction, the polarization causes a decrease in the concentration of zinc inside the cavities, and the late-formed zinc deposits are built on the previous surfaces. Due to the lack of zinc inside the cavities, the created plates grow in the form of dendrites toward the middle of the solution. Fast dendritic growth reduces the thickness of the new deposit wall. In this case, if new nuclei are formed on the previous surfaces, they will have less chance to grow due to the low concentration of zinc. As can be seen in Figure 6b–e, since the place of nucleation of these dendrites is on the outer surface of previous plates, there is little space for this nucleation the walls become thinner. Because zinc penetration to the inner side of pores is slow, surfaces grow in the direction where zinc is more accessible. Therefore, in the progress of the process, the size of the new holes gets bigger. Due to the length of this article, statistical reviews, electron microscopy, and BET results will be presented in another article later.



Based on observations, the increasing time of more than 4 h, the strength of the foam gradually decreases. So, the value of the fallen part of foam during the process increases. Due to the formation of thin deposits on the thin dendrite layer and its rapid growth towards the solution, the regenerated particles do not have the necessary strength and are then easily torn off due to their weak connections.




4.4. The Effect of Zinc in the Bath


It seems that concentration polarization causes the dendritic structure on the surface. Concentration polarization declines metal concentration around the cathode, so the sediment moves away from the cathode surface and grows into the solution bulk to absorb zinc species. Increasing the polarization effect changes the sediment structure. With a further increase of zinc concentration in the bath, the impact of concentration polarization decreases, and a spherical structure is created. Finally, a hemispherical structure is formed. Current efficiency and deposition rate rises due to zinc concentration increment that reduces the concentration polarization in the solution, and increased efficiency, which is entirely consistent with the results. This has also been seen in the electroplating of various metals. By increasing the metal concentration in the solution, the uniformity of the coating increases, and better surface smoothness obtain. Based on the results obtained as reported, this issue applies here as well.





5. Conclusions


Graphite particle size plays a critical role in conducting conductive ink, increasing with decreasing particle size. Based on the observations, increasing the graphite crushing time, the particle size is dramatically reduced at first, and after 40 h, the particle size changes are insignificant. This is even though the specific surface area of crushed graphics increases steadily from 18.9 to 64.4 m2/m3 between 40 and 160 h. The suitable particle size of graphite was found equal to 3 microns. Using this size of graphite can increase the electrical resistance to below 100 ohms/cm on the surface of the foam. Polyurethane foam, which surface has been conducted with conductive ink, can provide a porous zinc coating with nanometer-thick sheets by electrodeposition in an acetic acid solution. By coating the surface of this foam for up to 4 h, regular efficiency and acceptable speed for applying the coating are obtained. Increasing the rate of zinc reduction on the surface causes the formation of dendrites that enhance rapidly. The electro-reduction method was used to deposit zinc on the polyurethane surface. The decrease in zinc sedimentation can be due to the depletion in zinc reduction efficiency and the resuscitation of hydrogen. In addition, the formation of the insulating oxide layer causes the possibility of the growth of new sediment to decrease in the places where this layer is formed. Electron microscopy images show that by increasing time, the microscopic structure of deposited zinc changes, and thinner partitions with larger pore sizes are obtained instead of thicker walls. Due to the weak connection of the plates formed in these conditions, the obtained structure will have low strength. Adding zinc acetate to the bath converts the shape of the sediments from sheets to spheres with nanometer size. Adding zinc acetate to the bath, the morphology of the sediment changes from sheet to adhesive sheets, and in some areas, these sheets are thoroughly compressed by adding more zinc, and the morphology of the sediment changes to spherical and hemispherical. To achieve a high specific surface area, according to the morphology, non-compressed sheets are preferred, so using a bath with low zinc acetate can lead to a high specific area. The foam with a proper specific surface, strength and current efficiency is prepared between 4 and 6 h. The results obtained from this research show that the obtained levels can be used as acceptable levels for the process of cementation of impurities such as nickel and cadmium from an aqueous media containing zinc. Our supplementary research regarding the statistical reviews, electron microscopy, and BET results will be presented in another article.
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Figure 1. Diagram of the effect of crushing time on graphite particle size and specific surface area. 
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Figure 2. Effect of graphite particle size on the conductivity of ink applied to paper, polyethylene, and polyurethane foam. 
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Figure 3. The results of the applied coating weight relative to the initial weight of the foam are plotted as a percentage of the coating application time. 
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Figure 4. Shows a current efficiency diagram drawn in terms of coating application time. 
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Figure 5. (a) EDS test results with an electron microscope for a sample of 10 h electroplated (sample 7), which shows the formed zinc and oxygen. (b) SEM photo from area which EDS was taken. 
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Figure 6. SEM photos related to electroplated for: (a) 3 h, (b) 4 h, (c) 5 h, (d) 6 h, (e) 10 h. 
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Figure 7. Shows the loading and current efficiency versus the amount of zinc mole on the bath for 3 h coating time. In each section, the structure of the electron microscope Image corresponding to that section is given at the top. 
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Table 1. The composition of the bath and the conditions of electroplating are listed.
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	Test No.
	Current Density A/cm2
	Na2SO4 gr/L
	Acetic Acid

Vol. Percent
	Coating Time

H
	Zinc Acetate

Mol
	Bath Vol.

L
	Description





	1
	0.2
	25
	10%
	1
	0
	0.4
	Coating time



	2
	0.2
	25
	10%
	2
	0
	0.4
	Coating time



	3
	0.2
	25
	10%
	3
	0
	0.4
	Coating time



	4
	0.2
	25
	10%
	4
	0
	0.4
	Coating time



	5
	0.2
	25
	10%
	5
	0
	0.4
	Coating time



	6
	0.2
	25
	10%
	6
	0
	0.4
	Coating time



	7
	0.2
	25
	10%
	10
	0
	0.4
	Coating time



	8
	0.2
	25
	10%
	3
	0.076
	0.4
	Zinc effect



	9
	0.2
	25
	10%
	3
	0.115
	0.4
	Zinc effect



	10
	0.2
	25
	10%
	3
	0.136
	0.4
	Zinc effect



	11
	0.2
	25
	10%
	3
	0.272
	0.4
	Zinc effect
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