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Abstract 

 

Anode slimes are valuable by-products in the electrolytic copper refinery process. This study 

aimed to investigate maximum extraction efficiency of Cu and Ni from slimes originating from 

the electrorefining of anodes containing high [Ni]. In addition, the extractions of Se, Te, 

As and Bi were determined. A factorial leaching series was conducted with T = 140–160°C, 

[H2SO4] = 12–20%, pO2
= 2–8 bars and solid/liquid ratio = 200–400 g/L. The highest Ni extraction 

of 99.7% was obtained with [H2SO4] = 20%, pO2
 = 8 bar and T = 160°C while maintaining S/L 

ratio of 200 g/L. The extraction of copper was found to be within 97–99% in all the leaching 

experiments. Increasing acidity and decreasing S/L ratio increased the efficiency of Cu extraction. 

Mineralogical characterizations by SEM-EDX demonstrated the presence of Ag2Se, BaSO4, 

PbSO4 and several oxide phases in the leach residue. 
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Introduction 

 

The reserves of primary mineral resources are depleting fast (Oliveira et al. 2015). Therefore, every 

effort has to be made to process secondary metal containing sources such as slags, dusts and slimes 

formed in metal production processes. In copper production, anode slime is a by-product from 

electrorefining and a source of valuable metals (Dönmez et al. 1998; Liu et al. 2014). Since anode 

slime is formed from the insoluble impurities of the anode in the electrolysis process, the 

composition of the slime depends on the composition of the copper anodes (Schlesinger et al. 

2011). Typically, copper anode slimes contain Cu, Ni, As, Ag, Sb, Au, Bi, S, Pb, Se, Fe and Te 

(Chen and Dutrizac 1993; Moats et al. 2016) and minor amounts of platinum group metals (Hait 

et al. 2009). Depending on the composition and morphology of the anode slimes, a number of 

pyro-metallurgical and hydrometallurgical processes or the combinations of these have been 

developed for the extraction of valuable metals (Hait et al. 2002; Hait et al. 2009; Kilic et al. 2013). 

Among the hydrometallurgical processes, pressure leaching is one of the common methods 

employed (Ying 1983; Swayn et al. 1993; Hughes 2000; Hait et al. 2009; Kilic et al. 2013). 

Pressure leaching parameters applied depends on the slime chemistry and the precious metals that 

are aimed to be extracted (Hait et al. 2009; Kilic et al. 2013). 

 

Hydrochloric acid, nitric acid and sulphuric acid are the most frequently used leachants in the 

hydrometallurgical leaching of anodic slimes (Gill 1980; Holmes 1981; Everett 1994; Petrov et al. 

1999; Amer 2002). Typically, all the metals are not extracted in one process step (Hait et al. 2009; 

Schlesinger et al. 2011). Commonly, Cu is the first metal to be extracted, often in sulphuric acid 

media (Dönmez et al. 1998; Hait et al. 2009; Kilic et al. 2013). It has been reported that it is 

favourable to use elevated temperature and pressure, as well as oxygen purging, for enhancing 

metal dissolution (Dönmez et al. 1998; Doucet and Stafiej 2007). Common process temperatures 

in anode slime leaching vary in the range of 125–150°C (Schlesinger et al. 2011), however 

leaching can also be conducted at higher temperatures (Chen and Dutrizac 1990a 1990b, 1990c; 

Dönmez et al. 1998; Doucet and Stafiej 2007; Shibayama et al. 2016). For example, O2–H2SO4 

leaching at 180°C have resulted in significant dissolution of Cu, Ni, Ag, Se, and Te (Vzorodov et 

al. 1982; Chen and Dutrizac 1990c; Järvinen 2000; Järvinen and Virtanen 2003; Chen and Dutrizac 

2005). 

 

The nickel content in copper anode slimes is averagely 2.5% (Moats et al. 2016), but for anodes 

containing more than average amount of nickel (Hait et al. 2009), the nickel content in slimes can 

be significantly higher (Chen and Dutrizac 1990a, 1990b, 1990c; Moats et al. 2007; Hait et al. 

2009) even over 36% (Cooper 1971; Biswas et al. 1998). For example, in 2003 in Metallo 

Chimique Beerse (Belgium), the reported Ni content of the anode slime was 16% (Moats et al. 

2007) and (Biswas et al. 1998) in slimes produced in Indian Copper Complex, Ghatsila was 36.7%. 

The leaching of nickel-rich anode slimes (Ni > 3%) has been investigated by Doucet and Stafiej 

(2007) in sulphuric acid media and at temperatures ranging between 120 and 160°C sparged with 
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oxygen at the beginning or at the end of the process. Based on their data, it is possible to obtain 

substantial Cu, Ni and Te extractions with 4–5 h retention time in leaching. 

 

Several authors (Savin 1965; Decker and Peteghem 1976; Toyoda 1976; Subramanian et al. 1980; 

Yildirim and Bor 1985; Hoffmann 2000) have described the occurrence of reactions during 

leaching in H2SO4 medium in presence of oxygen. The process for treating anode slimes containing 

silver has been investigated (Subramanian et al. 1980), in which silver undergoes dissolution in 

dilute nitric acid and is finally recovered by electrowinning. The recovery of other metals, such as 

Se, Te, Ni and other precious metals along with silver, were also reported. Leaching of anode 

slimes obtained from Indian copper complex from Ghatsila (Hait et al. 2002) in H2SO4 media with 

MnO2 and NaCl as additives resulted in 90% recovery of copper, 37% selenium and 66% tellurium 

respectively. 

 

This study focusses on investigating the dissolution behaviour of copper and nickel from the 

nickel-rich anode slimes under oxidative pressure acid leaching. In addition, the target was to 

model Ni and Cu extraction along with other elements like Te, Se, Bi, As due to limited availability 

of literature. Some studies on the leaching efficiency of Cu and Te obtained by conventional micro-

heating methods (Ma et al. 2015) has been supported by an accurate predicted model with R2 

values of 0.99 and 0.97 respectively. Also, a reliable statistical model at 95% confidence level 

based on Rechtscaffner experiment design for the optimization of antimony and arsenic removal 

(Wikedzi and Awe 2017) from de-copperized slime using alkaline sulphide has been reported. In 

one of the regression analysis described (Seisko et al. 2017), a valid model was obtained for arsenic 

extraction. Nevertheless, the models for Cu, Ni and Bi extraction did not show enough goodness 

of fit, goodness of prediction and reproducibility. Hence, the present study aimed at constructing 

mathematical models with high goodness of fit for Cu and Ni extraction by MODDE 8 software. 

 

Experimental 

 

Materials and methods 

 

The investigated Ni-rich anode slime was obtained from Boliden Harjavalta, Finland. The 

chemical composition of the raw anode slime was determined by Inductively Coupled Plasma 

Optical Emission Spectrometry (ICP-OES) analysis, Table 1. The same technique was also 

conducted for the leach residue samples. The samples for solid analysis were pre-treated using 

microwave-assisted total dissolving in 100% aqua regia assisted by hydrofluoric acid (ETHOS 

Touch Control, Milestone Microwave Laboratory Systems, Italy) followed by solution analyses 

conducted by ICP-OES (Perkin Elmer Optima 7100 DV, USA) by Milomatic Oy. Furthermore, 

the raw anode slime was characterized by Scanning Electron Microscopy-Energy Dispersive X-

ray Spectroscopy (SEM-EDX) with a LEO 1450 VP (Carl Zeiss, Germany) and XMAX-50 mm2 
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detector using INCA Software (Oxford Instruments, UK). Tungsten filament was employed as a 

cathode and the applied acceleration voltage was 15 kV. 

 

Table 1. Chemical analysis of the Ni-rich anode slime. 

Ni (%) Cu (%) S (%) Se (%) Sb (%) As (%) Te (%) Bi (%) Ag (%) Ba (%) 

18.7 16.5 1.4 7.5 1.7 3.5 1.5 3.9 0.09 0.06 

 

The oxidative pressure acid leaching for nickel-rich anode slime (raw material) were performed in 

a laboratory-scale titanium autoclave (Ti Grade 2, Büchi Ecoclave 075), which had a total volume 

of 1.1 dm3 and a recommended batch size of 0.75 dm3 (Goodwin 1925). Further details on the 

autoclave leaching methodology have been reported in a previous work of Weichert et al. (2013) 

and Seisko et al. (2017). Dried and homogenized raw material was used in all the experiments. 

Eighteen representative samples for the leaching experiments were prepared by using a spinning 

riffler. For each test, weighed amounts of the anode slime sample based on the S/L ratio (200–400 

g/L) were taken and fed into the autoclave reactor along with H2SO4. Agitation speed of 1000 rpm 

was employed. Pressure leaching experiments were conducted for two hours, followed by cooling 

of the autoclave to room temperature. During the experimental run, solution samples were taken 

at intervals of 0, 5, 10, 20, 30, 60 and 120 min. Finally, the leach residue was collected through 

filtration, washing and drying steps. 

 

The experiments were performed based on a factorial series in order to determine the effect of 

leaching parameters (Table 2) on the extraction of metals. The investigated parameters were: T = 

140, 150, 160 and 180°C, oxygen partial pressure (pO2
) = 2, 5 and 8 bars, solid/liquid (S/L) ratio 

200, 300 and 400 g/L, [H2SO4] = 12, 16 and 20%. Before starting the experiment, the partial 

pressure of water vapour was first noted and then the required amount of oxygen was added to 

maintain the pO2
. The pressure in the autoclave was kept constant by adding oxygen during the 

leaching experiments. The acid used in the experiments was H2SO4 (analytical grade, Merck, 95–

97%). 

 

Table 2. Parameters investigated in the factorial leaching test series of Ni-rich anode slimes 

(experiments 1–18). 

 

Experiment No. H2SO4 (%) T (°C) S/L (g/L) pO2
 (bar) 

N1 20 140 200 2 

N2 12 140 400 2 

N3 12 140 200 2 

N4 20 140 400 2 

N5 12 180 200 2 

N6 12 180 400 2 
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N7 12 140 400 8 

N8 20 140 200 8 

N9 16 160 300 5 

N10 20 160 400 8 

N11 16 150 300 5 

N12 20 160 200 8 

N13 20 140 400 8 

N14 12 160 200 8 

N15 12 160 400 2 

N16 12 160 400 8 

N17 12 150 200 5 

N18 20 160 200 2 

 

Modelling studies using MODDE 8 software 

 

The results were analyzed utilizing MODDE 8 (MKS Data Analytics Solution) modelling tool. 

Particularly the extractions of copper and nickel were investigated to build regression models for 

predicting the extraction as a function of [H2SO4], T, S/L ratio and pO2
. Both extractions based on 

solid and solution analysis were used. When utilizing the solution analysis data, additionally, 

leaching time was used as a variable. Prior to modelling, the distributions of the raw data was 

investigated. If the data was normally distributed, the modelling efficiency and model validity 

were better than with skewed distribution of the data. The distributions were evaluated calculating 

the adjusted Fisher–Pearson Standardized Moment Coefficient (SMC) (Bartolucci et al. 2015) 

from the raw data. In a normally distributed data, the SMC value (absolute value) is less than 1, 

whereas with the value over 1 the data are moderately skewed, and with the value over 2 severely 

skewed. The models built were evaluated with the Summary of fit tool of MODDE 8 software, 

where the models were validated regarding correlation coefficients R2 and Q2. While building the 

models, the outlier results were excluded. In addition, the deviations SDY (standard deviation of 

Y) and RSD (residual standard deviation) were detected. In the Summary of fit evaluation, Table 

3, R2 represents the goodness of fit and Q2 the goodness of prediction (Eriksson et al. 2008). 

 

Evaluation values Limits for a good model 

Q2 > 0.5 

│R2–Q2│ < 0.2–0.3 
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Results and Discussion 

 

Characterisation studies by SEM-EDX  

 

Prior to leaching, the characterization studies by SEMEDX was performed on the raw material to 

obtain the most abundant slime constituents as noticed in Figure 1. Nickel oxide with inclusions 

of Zn, Co, Fe, As-Sb-Bi-O with inclusions of Cu, copper/silver-selenides/telluride sulphate and 

barite were the most common phases observed in the SEM micrograph, Figure 1. These phases 

have also been observed by several authors (Beauchemin and Chen 2008; Chen and Dutrizac 

1996; Chen and Dutrizac 2005). Barite is employed as a mould wash in the anode casting and it 

releases from the anode surface to the slime layer without undergoing reaction during electrolysis. 

However, it agglomerates slime particles together. 

 

  
Figure 1. Backscattered electron micrograph showing the surface morphology of slime particles 

in the pure anode slimes: (1) Barite, (2) Bi-rich Cu-As-Sb-Bi oxides, (3) (Zn, Co, Fe)-bearing Ni 

oxides, (4) (Cu, Ag) selenide, (5) complex oxide species (Cu-As-Ag-Se-Te-S-O)  

 

The Cu-As-Ag-Se-Te-S-O oxidate phase compounds were also observed in the anode slimes. 

Since this phase consists of irregular shaped particles (Spectrum 5, Figure 1), it can be assumed to 

consist of various complex compounds, like Cu-arsenate, Cu-selenide, Cu-sulphate or metallic Ag 

particles embedded in the matrix (Chen and Dutrizac 1990c). 

 

Extractions 

 

The effect of various parameters such as T, [H2SO4], pO2
 and S/L ratio on the extraction efficiency 

of metals was investigated. The extraction percentage of base metals Cu, Ni along with other 

elements are presented in Table 4. 

 



8 

 

Table 4. Extraction of elements into the solution in leaching experiments N1-N18, based on the  

analysis of the leach residue. 

Exp. 

Runs 

Extraction of elements (%) 

Ni Cu S Se Sb As Te Ag Ba Bi 

N1 47.9 99.2 47.3 34.5 20.0 64.8 68.5 70.8 33.0 40.0 

N2 45.0 96.8 55.6 43.3 54.3 62.3 81.0 93.1 - 34.4 

N3 35.5 98.9 55.1 46.4 7.2 57.5 77.1 30.7 20.0 8.5 

N4 43.1 98.9 49.5 5.2 9.0 49.3 60.4 29.4 10.7 6.9 

N5 99.7 99.6 59.2 84.8 40.1 70.4 89.6 60.5 - 42.2 

N6 47.6 98.2 53.5 59.3 23.2 53.1 47.6 36.2 13.0 12.4 

N7 13.5 98.5 70.3 71.4 6.8 52.4 82.3 - - 4.5 

N8 62.1 99.1 65.7 70.3 7.4 60.3 82.2 - - 15.1 

N9 93.6 99.5 75.4 87.0 - 47.9 80.5 15.5 - 29.0 

N10 95.2 99.7 69.2 80.1 10.6 49.3 68.4 18.3 - - 

N11 66.6 99.0 68.0 75.6 8.4 52.3 77.7 22.6 - 8.6 

N12 99.7 99.9 45.2 85.5 - 70.2 58.1 81.5 1.7 20.6 

N13 48.3 98.9 57.5 53.3 - 44.3 68.2 71.1 18.9 28.4 

N14 83.7 99.5 51.0 88.7 - 46.8 50.7 77.7 37.3 11.6 

N15 38.3 97.4 56.0 46.1 3.1 46.5 49.1 68.7 - 28.4 

N16 42.3 98.5 40.8 75.9 - 45.5 22.2 68.3 - 24.9 

N17 74.3 99.5 40.1 85.3 - 55.6 53.6 76.9 - 27.5 

N18 99.5 99.8 44.2 84.3 19.8 65.4 65.2 80.7 - 52.3 

 

 

Extraction of Copper 

 

The extraction of copper was shown to be in the range of 97–99% in all the experiments (N1–N18, 

Table 4), the maximum extraction percentage being 99.9% in run N12. These extractions were 

defined in the investigated parameter range S/L = 200–400 g/L, pO2
 = 2–8 bars, [H2SO4] = 12–

16% and T = 140–160°C. To get a comprehensive picture of the extraction process, mathematical 

model on the extraction of copper was built, Equation (1). The evaluation of the Cu model is 

presented in Figure 2 and Table 5. Values presented in Table 5 indicates a valid model for copper, 

extraction values based on solid analysis of the leach residue. 

 

Cu extraction (%) = 99.2804 + 0.0917 [H2SO4] - 0.0052 S/L  [1] 

 

where [H2SO4] is in mass-% and S/L in g/L. 
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Figure 2. Copper extraction during pressure acid leaching of Ni-rich anode slimes, predicted with 

the Cu model. 

 

Table 5. R2, Q2, standard deviation of the response and standard deviation  

 

Cu model R2 Q2 SDY RSD N 

Cu extraction (%) 0.6981 0.5412 0.6749 0.3983 16 

 

The model for copper extraction (Equation 1) was built exclusively using variables [H2SO4] and 

S/L ratio, since T and pO2
 showed to be insignificant terms within the investigated parameter range. 

The equation suggests that increasing acidity had a positive effect on the copper extraction, 

whereas increasing S/L ratio decreased copper extraction. The probability values of T and pO2
 

terms were too high (>0.05) as the errors in these were large. 

 

Building a valid copper model was challenging, since copper had fast dissolution kinetics in all 

experiments (for instance in experiments, N3 and N6, 88% and 80% dissolution occurred within 

10 min), and there was not wide variation in the extractions. Therefore, a valid PLS (Pregnant 

Leach Solution) model could not be built. Nevertheless, the copper extraction model, based on 

solids analysis, was shown to be valid (Table 5, Figure 2) and the skewness i.e. the histogram 

(Figure 3(a)) of the response data still moderate [SMC value = (−)1.399] (Bartolucci et al. 2015). 

The measured vs. Predicted as well as the residual vs. Predicted plots of the Cu extraction are 

presented in Figure 3(b) and (c). The model had slightly low correlation values, which could not 

be improved with transformation of the response (to logarithmic or other). Therefore, the 

predictions demonstrated in Figure 2 with the copper extraction model can be regarded as 

approximate. 
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Figure 3. A) Histogram, B) measured vs. predicted plot and C) residual vs. predicted plot for 

copper extraction. 

 

Extraction of nickel  

 

The extraction of nickel varied between 13.5 and 99.7% reaching the maximum in runs N5 

([H2SO4] = 12%, T = 180°C, S/L = 200 g/L, pO2
 = 2 bars) and N12 ([H2SO4] = 20%, T = 160°C, 

S/L = 200 g/L, pO2
 = 8 bars) The extraction decreased to 35.5% in experimental run N3, conducted 

at lower T (140°C) while maintaining other parameters similar to run N5. Similar increase in 

extraction efficiency from 53.9 to 90% of nickel has been reported (Yang et al. 2015) with increase 

in T from 140°C to 170°C during pressure leaching of copper anode slimes. Hence, it was clearly 

evident from Table 4 that T was an essential parameter which caused an increasing effect especially 

on the dissolution of nickel, as supported by the literature (Bäckström 2010). A similar behaviour 

was observed in the copper extraction process where the yield slightly decreased from 99.6 to 

98.9% in the experimental runs N5 and N3, respectively. Moreover, increase in [H2SO4] from 12 

to 20% for constant values of T (140°C), S/L ratio (200 g/L) and pO2
 = 2 bars resulted in increase 

in the extraction of nickel (Table 4) from 35.5 to 47.9% in runs N3 and N1, respectively. One 

remarkable observation was that the Ni extraction showed a similar increasing trend from 
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13.5 to 48.3% (N7 vs N13) and 42.3 to 95.2% (N16 vs N10) even for the higher S/L ratio (400 

g/L) and higher pO2
 (8 bars) with increase in [H2SO4] from 12 to 20%. Ni extraction percentage 

was lowest in experimental run N1 (47.9%), when [H2SO4] was raised to 20% for S/L ratio of 200 

g/L, T = 140°C and pO2
 = 2 bars. 

 

Noticeably, increase in pO2
 from 2 to 8 bar at identical [H2SO4] of 20%, S/L ratio of 200 g/L and 

T of 140°C increased the Ni extraction from 47.9 to 62.1% in experimental runs (N1 vs N8) 

respectively (Table 4). However, only a slight rise in the Ni extraction from 99.5 to 99.7% with 

increase in pO2
 from 2 to 8 bars was noticed at 160°C for similar values of S/L ratio and [H2SO4] 

as above in runs N18 and N12. Hence, in general higher pO2 increased the efficiency of nickel 

extraction in the above investigated experimental runs. Higher pO2 during the leaching process 

might have initiated maximum interaction between the solid slime, oxygen and H2SO4 thereby 

resulting in faster dissolution of nickel. One of the key observation was that increase in pO2
 from 

2 to 8 bars for larger S/L ratios (400 g/L) did not increase the Ni extraction by a significant fraction 

irrespective of the changes in [H2SO4] and increased T.  

 

An increase in S/L ratio from 200 to 400 g/L for [H2SO4] = 12%, T (180°C) and pO2
 (2 bars) 

demonstrated a notable decrease in the nickel extraction from 99.7 to 47.6% (N5 vs. N6). However, 

the nickel extraction decreased by a smaller margin from 83.7 to 42.3% (N14 Vs N16) for similar 

increase in S/L ratio (200 to 400 g/L), pO2
 being 8 bars, T = 160°C and [H2SO4] = 12% as noticed 

in Table 4. These results clearly suggested that lower S/L ratio resulted in a higher nickel extraction 

efficiency irrespective of the changes in other parameters. Results also established 

that when all the parameters were high i.e. S/L ratio (400 g/L), T (160°C), [H2SO4] (20%) and 

pO2
 = 8 bars, the extraction percentage of Ni seemed to be the best as the value decreased by only 

4.5% from 99.7 to 95.2% noticed in experimental runs N12 and N10. 

 

Models for predicting nickel extraction were built similarly as for copper extraction. However, the 

models built by using the leaching residue analysis data were not valid according to the correlation 

coefficients and other evaluation values. Thus, the Ni models were built for nickel extraction 

(Table 6, Equations 2–4) by using the solution analysis data both as a function of time, utilizing 

all the analyzed solution samples, Ni Models 1 (Equation 2) and 2 (Equation 3), and predicting 

only the final extraction using exclusively the data of the final PLS, Ni Model 3 (Equation 4). 

Ni Model 2 was built transforming the time to power 0.5 and including the combined effect terms 

[H2SO4] · S/L, [H2SO4] · t0.5 and T · S/L. The transformation lowered the standard deviations and 

improved the correlation coefficients. 

 

Table 6. R2, Q2, standard deviation of the response and standard deviation of the residue values 

of the Ni models. 

 



12 

 

Ni model R2 Q2 SDY RSD N 

1 Ni (%) 0.6731 0.6382 25.417 14.844 121 
2 Ni (%) 0.7640 0.7214 25.107 12.628 120 

3 Ni t = 120 min (%) 0.8589 0.7095 25.649 10.870 15 

 
1 Ni (%) = -201.781 + 1.52165 [H2SO4] + 1.45964 T - 0.0930554 S/L + 1.28257 pO2

 + 0.201309 t

        [2] 

2 Ni (%) = - 317.908 - 2.80582 [H2SO4] + 2.62617 T + 0.3372 S/L + 1.07996 pO2
 - 2.63189 t0.5 + 

0.009528 [H2SO4] · S/L + 0.337393 [H2SO4] · t0.5 - 0.00375955 T · S/L         [3] 

  
3 Ni t = 120 min (%) = -194.821 + 3.86772 [H2SO4] + 1.45601 T - 0.134604 S/L           [4] 

 

Where [H2SO4] is in mass %, T in °C, S/L in g/L, pO2
 in bar and t in minutes. 

 

In the linear nickel extraction models (Ni models 1–3, Equations 2–4), the response was kept 

unchanged. In addition, logarithmic and power 0.25 response transformations were investigated to 

straighten the histogram distribution, which was moderately skewed having the SMC value 

(Bartolucci et al. 2015) of 1.216. The histogram is presented in Figure 4 and the measured vs. 

Predicted and residual vs. Predicted plots are shown in Figure 5. The transformations straightened 

the distributions. However, the predictions with the transformed models were significantly too 

high in optimal conditions within the studied variable ranges (highest amount of H2SO4, highest 

T, highest pO2
 and lowest S/L ratio). In the Ni models 1–3 (Equations 2–4) that error was minor. 

However, the Ni models 1 and 2 had a slight systematic error, which was detected when comparing 

the measured values to the predicted values. Of these models, that systematic error was lower in 

the Ni model 2 than in model1, and it did not exist in model 3. 

 

Nonetheless, all these linear models were valid and could predict the measured Ni extractions 

reliably. The Ni models 1–3 (Equations 2–4) were valid according to their high correlation 

coefficients. Moreover, the standard deviations were slightly high. Ni model 1 (Equation 2) had 

the lowest correlation coefficients, but also the lowest difference between the coefficients, while 

Ni model 3 had the highest correlation coefficient values and difference between the coefficients. 

However, for Ni model 3, less data has been used and it did not show the effect of O2 since it was 

excluded as an insignificant term. Ni model 2 had the second highest correlation coefficient values 

and lower deviation values than model 1. Based on that, the combined effects of [H2SO4], T with 

S/L ratio and time may also affect the Ni extraction. Thus, model 2 can be regarded as the most 

accurate, but the predictions with it are still approximate. The statistical evaluation suggests that 

the nickel extractions can be predicted slightly more accurately with Ni model 2 and 3 (Equations 

3 and 4) compared to the prediction of copper extraction with the Cu model presented earlier 
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(Equation 1). The predictions for Ni extraction during pressure acid leaching with Model 2 are 

presented in Figure 6. 
 

  

Figure 4. Histogram for nickel extraction, from the solution analysis data of solution samples 

taken at intervals of 0, 5, 10, 20, 30, 60 and 120 minutes. 
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Figure 5. A)–D) measured vs. predicted plots and residual vs. predicted plots of Model 1 (A and 

B), Model 2 (C and D) Model 3 (E and F) for nickel extraction. 
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Figure 6. Nickel extraction predicted with Model 2. A) [H2SO4] = 16%, T = 160 °C and S/L = 

300 g/L, B) S/L = 300 g/L, pO2
 = 5 bar and t = 60 minutes and C) [H2SO4] = 16%, pO2= 5 bar and 

t = 60 minutes. 

 

Extraction of the other metals 

 

The leaching efficiency of other metals like Te, Se, As and Bi obtained from the leaching residue 

analyses from various experimental runs by ICP-OES are shown in Table 4 and illustrated in 

Figure 7. Increase in T from 140 to 180°C for lower S/L ratio = 200 g/L, pO2
 = 2 bars, 

[H2SO4] = 12% in experimental runs N3 and N5 resulted in an increase in the leaching efficiencies 

of Se from (46.4–84.8%), As (57.5–70.4%), Te (77.1–89.6%), Ag (30.7– 60.5%), and Bi (8.5–

42.2%), respectively. A similar T increase from 140 to 160°C for S/L ratio = 400 g/L, 

[H2SO4] = 12% and pO2
 = 8 bars in the runs N7 and N16, however, resulted in a drop in the Te 

extraction percentage from 82.3 to 22.2% and S extraction from 70.3 to 40.8%. Moreover, a slight 
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increase in the Se content from 71.4 to 75.9% and a significant increase in the leaching efficiency 

of Ag was observed. Formation of more silver-rich copper/silver selenide/telluride compounds 

have been reported (Chen and Dutrizac 2005) to retard the dissolution of tellurium. Previous 

studies (Jennings et al. 1968) also suggested that tellurium dissolution decreased at temperatures 

above 135–160°C due to re-precipitation. However, substantial extractions of tellurium have been 

obtained also at 145°C (Doucet and Stafiej 2007). Tellurium usually present in copper tellurides 

can dissolve based on equation (Equation 5) (Bäckström 2010). 

 

Cu2Te + 2 H2SO4 + 5/2 O2 + H2O = 2 CuSO4 + H6TeO6                                                            [5]  

   

Nonetheless, increase in [H2SO4] from 12 to 20% with increased S/L ratio = 400 g/L (N7, N13), 

pO2
 = 8 bars resulted in a decrease in the percentage of Se from (71.4–53.3%), Te (82.3–68.2%), 

As (52.4–44.3%) and S (70.3–57.5%) respectively. On the other hand, increase in pO2
 from 2 to 

8 bars in experimental runs N1 to N8 had a significant effect on the leaching efficiency of other 

metals. The dissolution of S also increased from Figure 7. Leaching efficiencies of (a) Te (b) Se 

(c) As and (d) Bi obtained from the leach residues in different experimental runs. 47.3–65.7%, Se 

increased from 34.5 to 70.3% and the Te dissolution increased from 68.5 to 82.2% in experimental 

runs (NI, N8) for S/L ratio of 200 g/L, [H2SO4] = 20% and T at 140°C as presented in Table 4. 

However, increase in S/L ratio from 200 to 400 g/L for similar values of S/L = 200 g/L, [H2SO4] 

= 20% and T = 140°C, pO2
 = 2 bars in experimental runs (N1,N4) resulted in the decrease in the 

leaching efficiency of Se from (34.5–4.2%), As (64–49.3%), Te (68.5–60.4%), Bi (40.0–6.9%) 

and Ag (70.8–29.4%) respectively. Nevertheless, an increase in S from 45.2–69.2% and Te from 

58.1–68.4% was observed in the runs N12 and N10 when the T was 160°C, pO2
 = 8 bars for the 

similar increase in S/L ratio from 200 to 400 g/L. 
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a) b) 

 

    

c) d) 

 

Figure 7. Leaching efficiencies of (a) Te (b) Se (c) As and (d) Bi obtained from the leach 

residues in different experimental runs. 
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Conclusions 

  

The extraction percentage of copper from the anode slime leach residue varied in the range of 97–99%, 

the maximum being 99.9% (T = 160°C, S/L ratio = 200 g/L, [H2SO4] = 20% and pO2
 = 8 bars). The 

parameters having the biggest effect on Cu extraction according to the Cu model built were [H2SO4] and 

S/L ratio. The model indicated that increase of acidity enhanced Cu extraction, whereas increase in S/L 

ratio had an opposite effect. Higher T (160–180°C) and [H2SO4] (20%) and low S/L ratio (200 g/L) 

were in general shown to increase Ni extraction. The maximum Ni extraction of 99.7% was achieved in 

two leaching experiments (T = 80°C, S/L ratio = 200 g/L, [H2SO4] =12%, pO2
= 2 bars and T = 160°C, S/L 

ratio = 200 g/L, [H2SO4] =20%, pO2
= 8 bars). Three models (Ni Models 1, 2 and 3) were built to predict 

Ni extraction during oxidative pressure leaching of Ni-rich anode slimes. Models 1 and 2 took into 

account the Ni extraction as a function of leaching time, whereas Model 3 predicted only the final Ni 

yield into the solution. The Ni extraction model (Ni model 2) including the combined effect terms was 

shown to predict the Ni extraction from the investigated Ni-rich anode slimes most accurately. 

According to the models, increasing T, time, pO2
 and [H2SO4] increased the Ni extraction efficiency, 

nonetheless, increase in S/L ratio from 200 to 400 g/L decreased the Ni extraction yield. Additionally, 

the leaching behaviours of impurities and minor metals were investigated. Increase in [H2SO4] from 12 

to 20% (S/L ratio = 400 g/L, T = 160°C, pO2
 = 8 bars) was shown to increase the dissolution of 

impurities such as S, Se, As and Te. The maximum extractions for these elements were 75.4% (S), 88.7% 

(Se), 70.4% (As) and 89.6% (Te). Nevertheless, increase in T from 140 to 160°C (S/L ratio = 400 g/L, 

[H2SO4] = 12%, pO2
 = 8 bars) resulted in decrease in the leaching efficiency of Te from 82.3 to 22.2% 

and S from 70.3 to 40.8% with a slight increase in the Se extraction from 71.4 to 75.9%, and a significant 

increase in the leaching efficiency of Ag. 

 

Acknowledgements 

The authors express their deep gratitude to Petri Latostenmaa from Boliden Harjavalta for 

providing the raw material. 

 

Disclosure statement 

No potential conflict of interest was reported by the authors. 

 

Funding 

New-Eco project (grant EIT/RAW MATERIALS/SGA2017/1) of EIT Knowledge and Innovation 

Community Raw Materials consortium of EU, METSEK project funded by Association of Finnish 

Steel and Metal Producers, CMEco project (grant 7405/31/2016) funded by Business Finland and 

RawMATTERS Finland Infrastructure supported by Academy of Finland. 

 

ORCID 



19 

 

Taina Kalliomäki http://orcid.org/0000-0002-8289-0734 

Lotta Rintala http://orcid.org/0000-0003-3260-1997 

Petteri Halli http://orcid.org/0000-0002-1803-7632 

Jari Aromaa http://orcid.org/0000-0003-3531-8935 

Pekka Taskinen http://orcid.org/0000-0002-4054-952X 

Mari Lundström http://orcid.org/0000-0002-6655-6779 

 

 

References 

Amer AM. 2002. Processing of copper anode-slimes for extraction of metal values. Physicochem 

Probl Mi. 36:123–134. 

Bäckström J. 2010. Copper, nickel and tellurium yields during leaching of anode slime [Master’s 

thesis]. Luleå University of Technology, Department of Chemical Engineering and 

Geosciences, Division of Process Metallurgy. p. 1–78. 

Bartolucci A, Singh KP, Bae S. 2015. Introduction to statistical analysis of laboratory data. 

Hoboken, NJ: John Wiley & Sons. 

Beauchemin S, Chen TT. 2008. Behaviour of antimony and bismuth in copper electrorefining 

circuits. Can Metall Quart. 47(1):9–26. 

Biswas J, Jana RK, Kumar V, Dasgupta P, Bandyopadhyay M, Sanyal SK. 1998. 

Hydrometallurgical processing of anode slime for recovery of valuable metals. Environ 

Waste Manage. 216–224. ISSN: 0971-9407. 

Chen T, Dutrizac J. 1993. Mineralogical characterization of anode slimes—9. The reaction of 

Kidd creek anode slimes with various lixiviants. Can Metall Quart. 32(4):267–279. 

Chen T, Dutrizac J. 1996. Mineralogical characterization of anode slimes: part 10. Tellurium in 

raw anode slimes. Can Metall Quart. 35(4):337–351. 

Chen T, Dutrizac JE. 1990a. The mineralogy of copper electrorefining. J Met. 42(8):39–44. 

Chen T, Dutrizac JE. 1990b. Mineralogical characterization of anode slimes: part 6—pressure 

leached slimes from the CCR division of noranda minerals inc. Can Metall Quart. 

29(4):293–305. 

Chen TT, Dutrizac JE. 1990c. Mineralogical characterization of anode slimes: part V—nickel-

rich copper anodes from the CCR division of noranda minerals inc. Can Metall Q. 29:27–

37. 

Chen TT, Dutrizac JE. 2005. Mineralogical characterization of a copper anode and the anode 

slimes from the La Caridad copper refinery of Mexicana de Cobre. Metall Mater TransB. 

36(2):229–240. Cooper WC, editor. 1971. Tellurium. New York (NY): Van Nostrand 

Reinhold Company.  

Decker T, Peteghem A. 1976. Leaching of copper refinery slimes. Proc. 1976 AIME Ann. Meet.; 

Las Vegas, NV, USA: AIME. 

Dönmez B, Celik C, Colak S, Yartasi A. 1998. Dissolution optimization of copper from anode 

slime in H2SO4 Solutions. Ind Eng Chem Res. 37(8):3382–3387. 



20 

 

Doucet, M, Stafiej, J. 2007. Processing of high-nickel slimes at the CCR refinery. Copper 2007, 

vol. V. Canadian Institute of Mining, Metallurgy and Petroleum, pp. 173–182. 

Eriksson L, Johansson E, Kettaneh-Wold N, Wikström C, Wold S. 2008. Design of Experiments, 

Principles and Applications, MKS Umetrics AB. 459. 

Everett PK. 1994. Development of Intec copper process by an international consortium. 

Proceeding of Hydrometallurgy 94; Dordrecht, England: Springer. 

Gill CB. 1980. Non-ferrous extractive metallurgy. New York: Wiley-Interscience Publication. 

John Wiley and Sons, Inc. 

Goodwin H. 1925. Autoclaves and high pressure work. 1st ed. London (UK): Chemical 

Engineering Library. 145. 

Hait J, Jana RK, Kumar V, Sanyal SK. 2002. Some studies on Sulfuric acid leaching of anode 

slime with additives. Ind Eng Chem Res. 41:6593–6599. 

Hait J, Jana RK, Sanyal SK. 2009. Processing of copper electrorefining anode slime: a review. 

Trans Inst Min Metall Sec C. 118:240–252. 

Hoffmann, J. 2000. Process and Engineering Considerations in the Pressure Leaching of Copper 

Refinery Slimes. In EPD Congress 2000, 2000 TMS Annual Meeting; March 12–16, 

Nashville, TN; USA. p. 397–410. 

Holmes JA. 1981. Recent experience in the application of hydrometallurgical techniques 

proceedings of Hydrometallurgy 81. Manchester, England: Society of Chemical Industry. 

Hughes S. 2000. Applying ausmelt technology to recover Cu, Ni and Co from slags (overview). J 

Met. 52(8):30–33. 

Järvinen, O. 2000. Outokumpu process for the precious metal refining from copper anode slime. 

In EPD Congress 2000 as held at the 2000 TMS Annual Meeting; Mar. 12–16; Nashville, 

TN; USA. p. 511–514. 

Järvinen, O, Virtanen, H. 2003. A new hydrometallurgical process for treating copper anode 

slimes. In COBRE 2003, volume V; Nov 30-Dec 3; Santiago Chile. p. 221–232. 

Jennings, PH, Mc Andrew, R.T, Stratigakos, ES. 1968. A hydrometallurgical method for 

recovering selenium and tellurium from copper refinery slimes. In AIME 1968; Feb 25–29; 

New York City. 

Kilic Y, Kartal G, Timur S. 2013. An investigation of copper and selenium recovery from copper 

anode slimes. Int J Miner Process. 124:75–82. 

Liu W, Yang T, Zhanga D, Chena L, Liu Y. 2014. Pretreatment of copper anode slime with 

alkaline pressure oxidative leaching. Int J Miner Process. 128:48–54. 

Ma ZY, Yang HY, Huang ST, Lü Y, Xiong L. 2015. Ultra fast microwave-assisted leaching for 

the recovery of copper and tellurium from copper anode slime. Int J Min Metall Mater. 

22(6):582–588. 

Moats M, Robinson T, Davenport W, Karcas G, Demetrio S. 2007. Electrolytic copper refining, 

2007 world tankhouse operating data. In: Houlachi G. E., Edwards J. D., Robinson T. G., 

editors. Vol. V: copper electrorefining and electrowinning. Montreal: CIM, Copper 2007; 

p. 195–241. 



21 

 

Moats M, Wang S, Filzwieser A, Siegmund A, Davenport W, Robinson T. 2016. Survey of 

copper electrorefining operations. Paper EL1-1, Copper 2016; Kobe, Japan: The Mining 

and Materials Processing Institute of Japan. 

Oliveira L, Messagie M, Rangaraju S, Sanfelix V, Rivas MH, Mierlo JV. 2015. Key issues of 

lithium-ion batteries – from resource depletion to environmental performance indicators. J 

Cleaner Prod. 108(1):354–362. 

Petrov GV, Plekhanov KA, Kozlovskoya AE, Greiver TN. 1999. Hydrometallurgische 

Technologie zur verarbeitung von kupferelektroly seschlammen. Sventnye Metally. 74 

(1):43–45. 

Savin VM. 1965. Selecting the most efficient method of treating slimesobtained during 

electrolytic copper refining. Tsvetn.Met. 38(8):30–38. 

Schlesinger ME, King MJ, Sole KC, Davenport WG. 2011. Extractive Metallurgy of Copper, 5th 

Edition, ISBN: 978-0-08-096789-9, 1-12 & 415–426. 

Seisko S, Aromaa J, Latostenmaa P, Forsén O, Wilson B, Lundström M. 2017. Pressure leaching 

of decopperized copper electrorefining anode slimes in strong acid solution. Physicochem 

Probl Min Pr. 53(1):465–474. 

Shibayama A, Altansukh B, Oinuma R, Haga K. 2016. High pressure oxidative leaching of high 

arsenic bearing copper ore under various conditions. Paper HY1-2, Copper 2016; Kobe, 

Japan: The Mining and Materials Processing Institute of Japan. 

Subramanian KN, Bell MCE, Thomas JA, Nissen NC. 1980. Recovery of metal values from 

anode slime, US patent no. 4229270. 

Swayn GP, Robilliard KR, Floyd JM. 1993. Applying ausmelt processing to complex copper 

smelter dusts. J Met. 45 (8):35–38. 

Toyoda M, Ohta A, Shimizu T. 1976. Slime treatment at Niihama copper refinery. Paper A. In: 

AIME 1976. Las Vegas: AIME; p. 76–77. 

Vzorodov SA, Sheveleva LD, Kakovskii IA, Navasardyan SR, Kremko EG. 1982. Ways to 

remove difficultly soluble compounds of copper and nickel from copper – electrolysis 

slimes. Chem Abs. 96:126878. 

Weichert, K, Preiss, T, Kadereit, H, Stantke, P, Leuprecht, G. 2013. The influence of process 

parameters on anode slime leaching. In Proceedings of Copper 2013. p. 339–345. 

Wikedzi A, Awe SA. 2017. Selective extraction of antimony and arsenic from decopperization 

slime using experimental design. J. Sustain. Metall. 3:362–374. 

Yang H, Ma Z, Huang S, Lv Y, Xiong L. 2015. Intensification of pretreatment and pressure 

leaching of copper anode slime by microwave radiation. J Cent South Univ. 22:4536–4544. 

Yildirim G, Bor FY. 1985. Hydrometallurgical treatment of a copper refinery slime rich in 

selenium and tellurium. Erzmetall. 38(4):196–199. 

Ying, CH. 1983. Copper refinery anode slime. Proceeding of the Third Int. Symp. of 

Hydrometallurgy. Annual Meeting; March 6–10; Atlanta, Georgia. 

 

 


