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Abstract

:

In this paper, aluminum coatings were prepared on a steel substrate by thermal spraying, and the corrosion morphology and corrosion resistance of the coating were investigated by salt spray and immersion tests. The results showed that after three months of salt spray tests, the coating still exhibited a surface morphology without significant damage and had good damage tolerance. Further effective protection of the substrate can be achieved by spraying the coating surface with paint. After three months of immersion test, the corrosion rate of samples with thicker coatings was located between 0.002 mm/y and 0.005 mm/y, and only a small amount of corrosion products was observed on the coating surface. The coated samples after salt spray and immersion tests maintained sufficient adhesion (17.07 MPa and 19.25 MPa), and the surface aluminum coating was highly reliable for protection of the steel substrate. In general, the reliability of the coating can be further improved by painting the surface of the thicker Al coating. This provides more ideas for the protection of transmission and transformation equipment.
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1. Introduction


With the development of industry, the acid content of the atmosphere is rapidly increasing [1,2,3]. Because of acid rain corrosion, metal facilities are at high risk of failure [4]. To protect these metal components and extend their service life, coatings are widely applied to material surfaces [5,6,7]. However, although the coatings have been successfully applied to a wide range of metal substrates, there are still many coating–related issues that need to be addressed, such as defects, smoothness, thickness, and cost [8].



As a common coating material for metal corrosion protection, aluminum (Al) metal surfaces can naturally form chemically stable and dense Al oxide film, and the repair ability of the oxide film is strong after being damaged, which can protect the metal against corrosion. Therefore, Al coatings are widely used in the protection of various metal substrates because of their reliable barrier protection effect [9,10,11,12,13]. In addition, it is evident from previous references that Al has a significant effect on the corrosion resistance and mechanical properties of the coating. After adding flaked Al to a polyamideimide–polytetrafluoroethylene bonded solid–lubricating composite coating, Li et al. [14] found that the aluminum could be uniformly dispersed in the coating, improving the denseness of the coating, while the corrosion resistance, hardness, and bonding of the coating were substantially improved. Feng et al. [15] found that the addition of moderate amounts of Al significantly improved the corrosion resistance of nickel–based coatings because of the formation of Al2O3 films. The addition of Al aggravated the lattice distortion and improved the solid solution strengthening effect, thus improving the hardness and wear resistance of the coatings. It can be seen that Al is an excellent element for coating addition. Therefore, it is necessary and promising for the research of Al coatings.



Since steel is a common material used on power transmission and transformation equipment and it is exposed to highly corrosive environments for a long time, this can aggravate the corrosion of the steel substrate. Therefore, researchers have carried out a lot of exploration to prepare different states of Al coatings on steel substrates to study the protective effect of the coatings on the substrate [8,16,17,18,19].



Lee et al. [8] found that the addition of Ca(NO3)2 and NH4H2PO4 to Al coatings of plain carbon steel resulted in denser coatings with crystalline forms, and then the corrosion resistance was improved. Li et al. studied the corrosion resistance of an Al coating on S355 steel in NaCl solution, and found that the Al coating had an obvious passivation tendency because of the protective barrier to the formation of oxide film on the Al coating. By isolating the chlorine corrosion and cathodic protection of sacrificial anode, the self–corrosion potential of Al coating is lower than that of substrate, which reduces the corrosion rate of steel substrate [16]. Ge et al. studied the formation and properties of superhydrophobic aluminum coating on a steel surface and found that the corrosion current density of this superhydrophobic aluminum coating was 1.36 × 10−8 A cm−2, significantly less than the corrosion rate (1.18 × 10−6 A cm−2) of coating samples without superhydrophobic treatment in the same corrosive medium. This shows that the superhydrophobic treatment on the surface of Al coating can significantly improve the corrosion resistance of the material in seawater [17]. Ze et al. studied the effect of laser remelting on the microstructure and properties of Al coating on S355 steel. The results showed that the untreated Al coating was mainly composed of an Al phase, while the treated coating was composed of Al–Fe and AlO4FeO6 phases, and laser remelting could eliminate the pores and cracks in the coating. Compared with the untreated sample, the treated coating mainly exhibited uniform corrosion and pitting corrosion after the immersion test, and had better corrosion resistance [16]. Ashraf considered that annealing can change the morphology and corrosion resistance of Al coatings on low–carbon steel. The coatings annealed at 700 °C had reduced grain size and showed the lowest corrosion current density (1.504 μA/cm2), inert corrosion potential (−0.59 V versus Ag/AgCl), and higher charge transfer resistance (511.76 kΩcm2) [18]. It can be seen that researchers have carried out a lot of research on Al coatings on steel substrate, especially with regard to corrosion resistance.



However, in previous studies, corrosion resistance tests have been performed with short periods and lack results of continuous monitoring over long periods of time, which may not reflect the actual conditions of Al coatings in highly corrosive environments. In addition, studies on the effects of damage tolerance, coating thickness, and paint treatment on Al coatings have not been found. Therefore, more comprehensive studies are still needed to improve the understanding of Al coatings and to improve theoretical guidance for practical applications.



Thermal spraying is a common coating preparation method which can be divided into flame spraying [20], arc spraying [8], plasma spraying [21], and so on. At present, the microstructure of coatings prepared by flame spraying is not uniform and the porosity is high, and the equipment cost of plasma spraying is high and the working gas purity requirement is also very high. Therefore, in this paper, arc spraying, a very common and stable spraying method, was used for the preparation of coatings.



In this paper, carbon steel was selected as the substrate and two thicknesses (0.15 and 0.30 mm) of Al coatings were deposited on its surface by thermal spraying, and the damage and paint treatments were set up as control group experiments, respectively. Then, a salt spray test and immersion test were conducted to study the morphological changes, corrosion resistance, and adhesion properties of the coatings in the corrosive environment.




2. Materials and Methods


The substrate was S355 steel (two different sizes: 150 mm × 100 mm × 5 mm for salt spray and 50 mm × 50 mm × 5 mm for immersion tests), and the steel plate surface was sandblasted with cold iron before spraying to achieve a relatively flat surface condition. Figure 1 shows the pseudo–color image of the surface roughness of the steel substrate after sandblasting. After sandblasting, the surface roughness of the substrate material was 56 µm, which satisfied the requirement that the surface roughness must be between 50 and 100 µm before spraying.



Subsequently, the thermal spraying test was carried out on the steel substrate through the metallized Arc140 system. The diameter of commercial high–purity aluminum wire was 2.3 mm, and the spraying voltage, current, and air pressure were 30 V, 200 A, and 0.55 MPa, respectively. Finally, coating samples with thicknesses of about 0.15 mm and 0.30 mm were obtained. A set of samples was sealed with Sigmafast 278 primer (~0.25 mm dry film thickness (DFT) and Sigmadur 520 topcoat (~0.075 mm DFT) to explore the effect of painting on the coating. Moreover, some samples were scribed (50 × 2 mm) to test the damage tolerance of the coating. Prior to environmental testing, uncoated surfaces (backs, sides, and edges) were covered with a polymer resin (Belzona 4311) to ensure that the test surfaces were all coated.



Salt spray tests were performed in a mixture of 0.05 wt% NaCl and 0.35 wt% (NH4)2SO4 solutions, and the samples were placed in a salt spray chamber and exposed to alternate wet cycles consisting of 1 h spraying and 1 h without spraying at 40 °C. The test was carried out for 3 months. Periodic inspection of specimens that have undergone salt spray testing and photography during the test. To minimize disruption, the photographs of the salt spray specimens were taken inside the chamber during the period without spraying. At each inspection, all corrosion–related features were photographed to keep a record. The samples for the immersion test were completely and stably submerged in 0.5 wt% NaCl and 3.5 wt% (NH4)2SO4 solutions. The ambient temperature was also 40 °C. To perform electrochemical measurements, electrical connections were made on the specimens before test. The sample to be tested was made into a working electrode, Pt wire was used as a counter electrode, and Ag/AgCl was used as a reference electrode. The open–circuit potential (OCP) of the sample was measured with respect to the reference electrode using an ACM potentiostat. Electrochemical monitoring of the test coupons was undertaken throughout the testing, with OCP data being regularly recorded during 3 months. The corrosion rate can be obtained by the following calculation [22]:


  CR =     I   corr     ρ      ×     EW    ×      K    1    



(1)




where ρ is the density of Al, which is 2.71 g/cm3. EW is equivalent weight, and it is 8.99 for Al. K1 is 3.27 × 10−3 mm g/µA cm y. Icorr is the corrosion current, which can be obtained by the following formula:


    I   c o r r   =     b   a   ×   b   c     2.303 ×     b   a   +   b   c       ×   1     R   p      



(2)







Anode slope (ba) and cathode slope (bc) can be obtained through Tafel analysis. RP is the polarization resistance, and it is the slope of polarization curve and current density at zero polarization. The method of corrosion rate is obtained from ASTM G59 [22]. It is worth noting that both environmental tests were performed at 40 °C for 3 months.



The macro morphology of samples before and after environmental testing was observed by a digital camera. The microscopic morphology was characterized in detail by a TESCAN MIRA 3 field emission scanning electron microscope (SEM) with a voltage of 10 kV and a working distance of 10 mm. In addition, the adhesion changes of a group of samples before and after environmental exposure were also tested by a PosiTest AT–A adhesion tester (in accordance with ASTM D4541) [23].



To facilitate the recording of samples, all samples are listed in Table 1 with specific processing details. The corresponding numbers of the samples are used directly in the descriptions that follow.




3. Results and Discussions


3.1. Salt Spray Test


3.1.1. Macro Morphology


Figure 2 shows the macro morphology of the sprayed samples before and three months after the salt spray test (#1–#16). Before the salt spray test, the sprayed samples showed good surface morphology with no obvious defects in the coating and paint. After the salt spray test, the samples were gradually corroded. The paint and coating samples without any defects showed excellent performance. However, the samples with scribed lines had a lot of corrosion products in the scribed area. Rust contaminated the specimen. However, for thicker coatings with scribed lines, damage appeared to be limited, at least by visual inspection (Figure 2(#15)). The thin coating with scribed lines (about 0.15 mm) showed significant damage in the scribed area (Figure 2(#11)). The paint samples with scribed lines further weakened the corrosion damage compared with the coated samples with scribed lines (Figure 2(#12)). However, this effect was not evident in samples with thick coatings (Figure 2(#16)).




3.1.2. Microstructure Observation


The SEM images and energy–dispersive spectroscopy (EDS) results of cross sections of Al–coated samples with scribed lines (#15) after salt spray test are illustrated in Figure 3. The coated sample disintegrated near the delineated area (Figure 3a). The EDS analysis of the scribed area showed the presence of corrosion products with Fe and O as the main components (Figure 3b). The Al coating far from the delineated area was also severely depleted by corrosion (Figure 3c). The BSE image revealed a clear contrast between the depleted Al coating and the intact Al, and the EDS data also demonstrated this (Figure 3d,f). The Al remained intact near the substrate; however, much of the Al was oxidized to Al–O or Al–O–H corrosion products in the area away from the substrate (Figure 3c,d). Although the Al coatings did not show significant pitting, some cracking was observed in the corrosion products formed because of the conversion of Al to Al–O and/or Al–O–H (Figure 3e).



Figure 4 provides the microstructure of the Al–coated sample with the paint layer (#16) after salt spray test. A large amount of corrosion products near the scribe line was observed (Figure 4a). These corrosion products included Fe and O as the main components near the steel substrate (Figure 4b), and Al and O away from the substrate (Figure 4d). The corrosion products appeared to be porous, with cracks in some areas. In the area away from the scribed line, the corrosion products appeared to propagate along the interface of the Al coating and paint layer. The corrosion products at the interface between Al and paint were Al–O and/or Al–O–H compounds (Figure 4e,f). The thickness of the Al corrosion products at the top of the Al coating decreased as it gradually moved away from the scribed area. In addition, some Al corrosion products can be seen inside the coating (Figure 4e).



As a result, despite three months of corrosion in a salt spray environment, the corrosion products mostly were mainly concentrated at the scribe lines and did not overly attack the substrate and other areas excessively. This demonstrates the excellent damage tolerance of the Al coating on the steel substrate, and is further enhanced by the use of a paint layer.





3.2. Immersion Test


3.2.1. Electrochemical Monitoring


Coated samples (#17 and #18) were subjected to OCP in 0.5 wt% NaCl and 3.5 wt% (NH4)2SO4 for 3 months. Two samples were taken for each coating thickness to test reproducibility. The OCP of the bare steel substrate was also monitored for comparison. The relationship between open potential and time is shown in Figure 5. At the beginning, the exposed steel substrate showed an OCP of about 670 mv vs. Ag/AgCl, and then the OCP rapidly increased to about 740 mv vs. Ag/AgCl in a very short time. Then, OCP was basically stable at this level during the subsequent long period of foam invasion. The change trend of open potential of Al–coated samples is similar to that of steel. First, OCP is at a small value (about 793 mv vs. Ag/AgCl). With the increase in time, OCP is suddenly increased. This may be because of the combined effect of some defects/pores and cracks on the coating surface, or it may be the anodic property of Al metal [24]. Therefore, the corrosive ions in the solution can easily penetrate and cause the rapid increase in OCP. When the time is 5 days, the OCP starts to decrease gradually until the end of the test. Finally, when the time is 94 days, the OCP is about 925 mv vs. Ag/AgCl.



From the point of view of open potential, it can be seen that the steel substrate was corroded in a very short time, and the coated samples affected the damage well. Moreover, the effect of coating thickness on OCP seemed to be minimal, and the OCP of samples with two coating thicknesses was always similar at the same time.




3.2.2. Corrosion Rate


The corrosion rates were calculated for two thicknesses of coating samples (#17 and #18) in 0.5 wt% NaCl and 3.5 wt% (NH4)2SO4, as shown in Figure 6. The trend of corrosion rate was similar for both samples. The corrosion rate decreased rapidly within a short period of time. When the soaking time was about 5 days, the curve development entered the second stage, and the corrosion rate decreased significantly. A similar phenomenon has been widely reported. Campo et al. [25] suggested that the reason for this is that the early corrosion products will block the internal defects of the coating, thus inhibiting more penetration of the electrolyte into the coating, which in turn increases the impedance value of the coating and greatly reduces the corrosion rate. In the subsequent long–term test process, the corrosion rate almost does not change and reaches 0.002 mm/y to 0.005 mm/y after 3 months of testing.



Assuming a constant corrosion rate of 0.005 mm/y over the lifetime of the coating, it is theoretically possible to speculate that a coating with a thickness of 0.3 mm and no damage would last 60 years. However, it must be noted that this is a speculation based on the corrosion rate in a simulated environment. It is known that the corrosion rate varies with time, and thus the effective corrosion rate can at best be used as a guide [26].




3.2.3. Morphology after Test


Figure 7 shows the surface morphology of the coating (#17 and #18) with two thicknesses three months after the immersion test. During visual inspection, the coatings under immersion conditions showed signs of corrosion, and the coatings showed gray corrosion products. The corrosion products were clearly visible in some areas, and the sediments were emitted from the surface. In general, the amount of corrosion products in thin and thick Al coatings seemed to be similar. However, in the thin coating samples, it was observed that some corrosion products were more concentrated and the color was darker, which may be the locations where the corrosion was more serious.



The microscopic morphology of the coating sample (#17) with a thickness of 0.15 mm after the immersion test is shown in Figure 8. The thin Al coating appeared to be largely intact (Figure 8a), but some signs of corrosion products could still be observed on the coating surface (Figure 8b). The BSE images showed dark contrast, indicating no obvious corrosion products. The EDS results indicated that the main components of the corrosion products were Al and O (Figure 8c), and the presence of S in the corrosive medium was also evident in the EDS results. The coating appeared to have limited corrosion damage, except for a small amount of corrosion products at the coating surface. The EDS image also clearly showed that Al was still the dominant component (Figure 8d).



Figure 9 shows the microscopic morphology of the coating samples (#18) with a thickness of 0.30 mm after three months of immersion. The thicker Al coating showed little evidence of corrosion damage (Figure 9a). Higher–magnification SEM images also indicated very limited coating damage (Figure 9b). The BSE images revealed that the coating was essentially intact, with only some corrosion products in some areas of the surface, and that these were sparsely distributed (Figure 9b). EDS maps of some areas of the surface suggested the presence of Al and O (Figure 9c). However, as mentioned earlier, the coating was essentially intact. The results of the XRD tests (Figure 10) also showed that the coating was not significantly corroded after 90 days of the immersion experiment and the sample remained essentially Al. Although the sample surface exhibited some corrosion products, it is possible that the corrosion products were too few to be detected here with other phases such as Al–O.



From the perspective of corrosion morphology, both coatings could protect the steel substrate well, but relatively speaking, thick coatings seemed to have better lasting effects.





3.3. Adhesion Test


Figure 11 shows the adhesion data of the Al–coated samples 0.30 mm before and after environmental test. The adhesion values of the samples before the tests ranged from 21 to 23 MPa, with an average value of about 22.16 MPa. This value was far greater than the adhesion (4.86 MPa) of 100 μm Al coating sprayed on the steel substrate by Singh et al. [27], and is also tested by the same test standard (ISO 2063) [28]. The distribution of these data indicates that the coatings were evenly distributed and had excellent adhesion. Although the average adhesion of the coatings decreased slightly after the salt spray test and the immersion test, 17.07 MPa and 19.25 MPa, respectively, it remained at a high level, well above the standard of 4.5 MPa (ISO 2063) [28]. In addition, the distribution of the five adhesion values of the post–corrosion coating samples was more dispersed than that of the original coating samples because of the corrosion in certain areas, which was more evident in the samples of the immersion test. This may be because of the corrosion products on the surface preventing good adhesion of the adhesive/glue to the samples.



By testing the microstructure evolution, corrosion resistance and adhesion of Al coatings under different conditions in a simulated acid rain environment, it was found that the Al coating samples with a thickness of 300 mm and sprayed with paint had better reliability. This provides theoretical guidance for the corrosion protection of transmission and substation equipment in highly corrosive environments. The Al alloy coating can be prepared by adding alloying elements in future research to explore whether the addition of alloying elements can further improve the reliability of the coating.





4. Conclusions


In this paper, the morphology, corrosion performance and adhesion of Al coatings under different conditions (different thickness, whether painted or damaged) after salt spray and immersion tests were studied. The main conclusions are as follows:



(1) The blasting parameters used to prepare the steel substrate were sufficient to produce a surface roughness in the required range of 50–100 µm. After thermal spraying, Al coating samples with complete morphology were obtained;



(2) The thicker Al coating showed better performance under the salt spray test conditions, and the painted samples more effectively protected the steel substrate. The damage test showed that only a small amount of corrosion products appeared at the scribed line, and the corrosion damage was limited;



(3) After immersion for 3 months, the corrosion rate of Al coating samples decreased to between 0.002 mm/y and 0.005 mm/y. Assuming that the constant corrosion rate during the whole life of the coating is 0.005 mm/y, it can be assumed theoretically that the coating with a thickness of 0.30 mm and no damage could be used for 60 years;



(4) After the salt spray test and immersion test, the average adhesion of the coating samples decreased slightly to 17.07 MPa and 19.25 MPa, respectively, but still far exceeded the required value;



(5) In summary, the protection effect of the coating on the steel substrate can be significantly enhanced by painting the surface of the thicker Al coating. The coating design of this structure broadens the idea of anti–corrosion Al coatings used for power transmission and transformation equipment, and can greatly improve the service life of the equipment.
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Figure 1. Pseudo–color image of S355 steel substrate after cold iron sandblasting. 
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Figure 2. Macro morphology of Al coating samples before and three months after salt spray test. (#1) 0.15 mm coating sample before test, (#2) 0.15 mm paint sample before test, (#3) 0.15 mm coating sample with scribed lines before test, (#4) 0.15 mm paint sample with scribed lines before test, (#5) 0.30 mm coating sample before test, (#6) 0.30 mm paint sample before test, (#7) 0.30 mm coating sample with scribed lines before test, (#8) 0.30 mm paint sample with scribed lines before test, (#9) 0.15 mm coating sample after test, (#10) 0.15 mm paint sample after test, (#11) 0.15 mm coating sample with scribed lines after test, (#12) 0.15 mm paint sample with scribed lines after test, (#13) 0.30 mm coating sample after test, (#14) 0.30 mm paint sample after test, (#15) 0.30 mm coating sample with scribed lines after test, (#16) 0.30 mm paint sample with scribed lines after test. 
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Figure 3. (a,c,e) SEM images of coating samples with scribed lines after 3 months of salt spray test. Some EDS patterns obtained from the region of interest are shown in (b,d,f). 
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Figure 4. (a,c,e) SEM images of paint samples with scribed lines after 3 months of salt spray test. Some EDS patterns obtained from the region of interest are shown in (b,d,f). 
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Figure 5. Open circuit potential of coatings tested in 0.5 wt% NaCl and 3.5 wt% (NH4)2SO4 for 3 months. (a) 0.15 mm coating sample, (b) 0.30 mm coating sample. The data for base steel substrate are also shown for comparison. 
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Figure 6. Corrosion rate of coatings tested in 0.5 wt% NaCl and 3.5 wt% (NH4)2SO4 for 3 months. (a) 0.15 mm coating sample, (b) 0.30 mm coating sample. 
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Figure 7. Photographs of (a) 0.15 mm and (b) 0.30 mm thick coating samples after the immersion test. 
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Figure 8. (a,b) SEM micrograph of the Al coating sample (~0.15 mm) after the immersion test for 3 months. EDS results of some areas in the figure are provided in (c,d). 
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Figure 9. (a,b) SEM micrograph of the Al coating sample (~0.30 mm) after the immersion test for 3 months. EDS results of some areas in the figure are provided in (c). 






Figure 9. (a,b) SEM micrograph of the Al coating sample (~0.30 mm) after the immersion test for 3 months. EDS results of some areas in the figure are provided in (c).



[image: Metals 13 00613 g009]







[image: Metals 13 00613 g010 550] 





Figure 10. XRD results of the Al coating sample (~0.30 mm) after the immersion test for 3 months. 
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Figure 11. Adhesion of thermal spray coatings before and after testing. 
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Table 1. Samples involved in the test and their corresponding details.
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Samples

	
Thickness/mm

	
Scribe 50 × 2 mm

	
Painting




	
0.15

	
0.30

	
Yes

	
No

	
Yes

	
No






	
Uncorroded

samples

	
#1

	
✓

	

	

	
✓

	

	
✓




	
#2

	
✓

	

	

	
✓

	
✓

	




	
#3

	
✓

	

	
✓

	

	

	
✓




	
#4

	
✓

	

	
✓

	

	
✓

	




	
#5

	

	
✓

	

	
✓

	

	
✓




	
#6

	

	
✓

	

	
✓

	
✓

	




	
#7

	

	
✓

	
✓

	

	

	
✓




	
#8

	

	
✓

	
✓

	

	
✓

	




	
Salt spray test

	
#9

	
✓

	

	

	
✓

	

	
✓




	
#10

	
✓

	

	

	
✓

	
✓

	




	
#11

	
✓

	

	
✓

	

	

	
✓




	
#12

	
✓

	

	
✓

	

	
✓

	




	
#13

	

	
✓

	

	
✓

	

	
✓




	
#14

	

	
✓

	

	
✓

	
✓

	




	
#15

	

	
✓

	
✓

	

	

	
✓




	
#16

	

	
✓

	
✓

	

	
✓

	




	
Immersion test

	
#17

	
✓

	

	

	
✓

	

	
✓




	
#18

	

	
✓

	

	
✓

	

	
✓
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