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Abstract: The slags derived from the fire refining of lead bullion, differ distinctly in the mineral
composition, which results from the fact that these slags are end products of a series of chemical reactions
(of both reduction and oxidation). The most common phases included in the refining slags are sulphates
and hydrated sulphates (anglesite, gypsum, ktenasite and namuvite), oxides and hydroxides (wustite
and goethite), nitrates (gerhardtite) and silicates (kirschsteinite and willemite). The other phases are
sulphides and hydrated sulphides (sphalerite and tochilinite), metals (metallic Pb) and glass. Among
the mineral components of these slags can be distinguished—primary mineral constituents, phase
constituents formed in the ISP process and lead refining, secondary mineral constituents, formed in the
landfill. The slags contain, in chemical terms, mainly FeO, CuO and SOs;, PbO, in smaller contents SiO,,
Al,O3 and CaO, TiO,, MnO, MgO, K,O, P,Os. The mineralogical and chemical composition indicate
that slags may be a potential source of metals recovery and pyrometallurgical processing of these wastes
seems to be highly rational.
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1. Introduction

Pyrometallurgical extraction of zinc and lead using the Imperial Smelting Process (ISP) is based
on the reduction of roasted Zn-Pb concentrate with coke at 1000 °C in a shaft furnace. The feedstock
for the process is a mixture of zinc-lead concentrates; materials recycled from the process, that is,
sludges, dusts, dross; secondary raw materials such as scrap zinc alloys, zinc dross, crude lead from
other sources and waste, including—dusts from steel making, zinc dust and dross, zinc sludge, lead
oxide, cable scrap. The diversity of feedstock implicates varying chemical and mineral composition of
products and waste generated in the ISP process.

The products of the process include crude zinc and crude lead, which are then rectified (Zn) or
refined (Pb). In the process of multi-stage lead fire refining, slag is produced, which is the only waste
of the ISP process deposited in a landfill [1-3].

These slags contain a number of chemical constituents, of which the dominant ones are—Zn0O,
PbO, Fe;03, CaO, SiO; and their content in the slag exceeds 10% [4].

The mineral composition of slags from the refining process is varied and the most common phase
constituents are oxides and hydroxides (zincite ZnO, wustite FeO, hematite Fe,O3, goethite FeO(OH)),
sulphides (sphalerite ZnS, galena PbS, pyrite FeS,, pyrrhotite Fe;_«S) and sulphates (anglesite PbSO4,
gypsum CaSOy,-2H,0), silicates and aluminosilicates (willemite Zn;SiOy4, olivine (Mg,Fe), SiOy,
(fayalite Fe,SiOy, kirschsteinite CaFeSiOy, forsterite Mg,SiOy), pyroxene AB[Si;O4] (A—Ca, Na; B—Fe,
Mg, Al), melilite Ca,Na),(Al,Mg,Fe?")[(ALSi)SiO;]) which usually form complex conglomerates or
multiphase intergrowths resulting from a number of chemical processes occurring during lead refining.
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These slags were also found to contain carbonates (cerussite PbCOj3, smithsonite ZnCO3, hydrozincite
Zn5(CO3);(OH)g), metal alloys (Pb, Zn, Cu, Fe) and secondary minerals (e.g., gypsum CaSO;-2H;0,
rapidcreekite Ca;(SO4)(CO3)-4H,0, apatite Cas(PO4)3(F,CL,OH), ktenasite ZnCuy(SO4)2(OH)6-6H,0O
and posnjakite Cuy[(OH)4/SO4]-H,0), which crystallize after the slag is deposited in a landfill [4-11].

Due to the high concentrations of elements, including toxic metals, the refining slags deposited in
a landfill may pose a potential threat to the natural environment on the one hand and a source for their
extraction on the other [11-16].

The basis for determining the potential negative environmental impact of the slags and for indicating
the optimal technology for their processing is a detailed analysis of their chemical and phase composition.
And such analysis was the aim of the study the results of which are presented in this paper.

2. Materials and Methods

Forty slag samples were taken for testing from 4 layers from the entire profile of the Hazardous
Waste Disposal Site of the Miasteczko Slaskie Zinc Smelting Plant. These layers differ in the age of the
waste and the bottom layer is made up of the oldest slags and the top layer is made up of the youngest
slags. These layers are separated by inert layers of granulated slag from the shaft process. The subject
of research, the results of which are presented in this paper, were slags from the top layer (WI, WII,
WIII, WIV), which represented the slag from current lead refining.

The chemical and phase composition of these samples was determined after averaging, grinding
and preparation.

The chemical composition of the slag samples was determined by X-ray fluorescence (XRF) using
a Panalytical Epsilon 1 spectrometer (Malvern Panalytical Ltd., Malvern, UK).

The X-ray phase analysis was performed on a Panalytical Empyrean diffractometer (Malvern
Panalytical Ltd., Malvern, UK) under the following conditions—copper tube, voltage 30 kV, current
25 mA, 20 scanning angle 5-100°.

Chemical composition was determined in a micro-area of the tested slag particles by means of
a Jeol JCXA 733 X-ray microanalyzer (JEOL, Tokyo, Japan), equipped with an Oxford Instruments
ISIS (Oxford Instruments, Abington, UK) 300 wave-length spectrometer (WDS) under the following
conditions—focused beam (diameter: 1-2 um, accelerating voltage 20 kV, current 3 x 107 A).The WDS
method is characterized by high energy resolution, it means that the amount of overlap between peaks
of similar energies is low.

The studies were mainly conducted on such grains that the beam did not extend beyond the grain
outline, each wave spectrum measurement was preceded by the determination of the grain diameter.
In the case of multiphase grains, the boundary between the intergrowth and the dominant phase was
determined based on microscopic observations in reflected light. The series of ten microanalyses were
carried out for each of the grains to determine the main chemical components and trace elements.

3. Results
3.1. Chemical Composition

3.1.1. Major Chemical Constituents

The major chemical constituents of the tested samples taken from the top layer of the landfill
include FeO, PbO, CuO and SOj3 (Table 1). The total content of these constituents is over 74 wt %.
The content of FeO is slightly diversified, ranging from 24.78 to 26.59 wt %., with an average of
25.75 wt %, which with the standard deviation of 0.75 gives a coefficient of variation (V) of 3%.
The other main chemical constituents show a slightly greater diversity, viz.: PbO content varies from
14.96 to 21.72 wt % (V = 16%), CuO content varies from 13.57 to 20.68 wt % (V = 20%) and SO5 content
varies from 13.17 to 18.45 wt % (V = 14%).
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Another significant constituent in terms of quantity is ZnO. Its content ranges from 9.59 to
11.53 wt %, which, with a relatively low value of the coefficient of variation (V = 9%), indicates its
low differentiation.

Table 1. The chemical composition of the investigated samples WZI, WZII, WZIIT and WZIV (in wt %).

Chemical Sample Symbol

. x s 1%
Constituent WZI WZII WZIII WZIV

Si0, 199 +020 298+030  383+039  499+050 345 127 37
TiO, 009+002 014001  017+002  015+002 014 004 25
AlLO; 1354014  297+030 327+033  356+036 279 099 35
FeO 2477 +124 2594+130 2659+133 2570+129 2575 0.76 3
MnO 012001 057006  057+006  056+006 045 022 49
MgO 036+004 059+006  073+008  050+005 054 016 29
CaO 169 +017  475+048  516+052  442+045 400 157 39
K,0 005+001  019+002 023 +003 LLOD 012 011 94
P,0s 006+001  008+002  011+001  009+001 008 002 23
SO; 1754 +0.88 1611+0.08 1845+093 13174066 1632 231 14
ZnO 959+096 1153+058 1035+052 1150056 1074 095 9
PbO 2172+1.09 1876+094 1697 +085 1496+075 1810 286 16
CuO 2068 +1.03 1539+077 1357 +0.68 2040+1.02 1751 358 20
Total 100.00 100.00 100.00 100.00

PbO + CuO + ZnO 51.99 45.68 40.89 4687 4636 456 10

x—average, s—standard deviation, V—coefficient of variation, LLOD—lower than limit of detection. The results are
given with estimated uncertainties.

The content of the other chemical constituents is low. The average content of SiO,, Al,O3 and
CaO is a few wt %, whereas that of TiO,, MnO, MgO, K,O and P,0Os5 hardly exceeds 0.60 wt %.

Important information, arising from the chemical composition of the tested samples taken from
the top layer of the landfill, is the total amount of metals that could be recovered. These constituents
include PbO, CuO and ZnO, the total content of which ranges from 40.89 to 51.99 wt % and the value
of the coefficient of variation V is 10%, which indicates a potential for their recovery.

3.1.2. Trace Elements

Among the trace elements, Ag, As, Ba, Bi, Cd, Co, Cr, In, Ni, Sb, Se and Tl were determined.
The prevalence of As is evident, with its contents ranging from 0.94 to 1.33 wt %, hence in principle
arsenic can be regarded as one of the major chemical constituents (Table 2).

Cadmium and antimony are the elements the contents of which are lower than that of arsenic
but several times higher than that of the other. Their content ranges from 0.16 to 0.35 wt % for Cd
and over 0.40 wt % for Sb. In the case of antimony, it should be pointed out that these are the values
determined for two samples (WZI and WZII), as the content in the other samples was below the lower
limit of detection.

The content of elements such as Ag, Ba, Co, Cr, In, Ni or Se does not exceed 0.05 wt % and in the
case of Bi and Tl it is even less than 0.01 wt %. In addition, some of these elements are not present in
all of the tested samples. This is especially true for bismuth and thallium, which were found only in
sample WZI and for silver, which was found in samples WZI, WZII and WZVI.



Minerals 2020, 10, 371

Table 2. Trace elements content of the investigated samples WZI, WZII, WZIIl and WZIV (in wt %).

40f15

Element Sample Symbol

WZI WZII WZIII WZIV
Ag 0.036 + 0.006 0.009 + 0.002 LLOD 0.018 + 0.003
As 1.33 +0.14 1.24 +£0.13 1.02 +£0.11 0.94 +0.10
Ba 0.043 + 0.007 0.035+0.005  0.034 + 0.005 0.053 + 0.008
Bi 0.0086 + 0.0017 LLOD LLOD LLOD
Cd 0.33 + 0.04 0.35 + 0.04 0.34 + 0.04 0.16 + 0.02
Co 0.045 + 0.007 0.030 +£0.005  0.030 + 0.005 0.039 + 0.006
Cr 0.039 + 0.006 0.079 £0.012  0.064 + 0.010 0.067 + 0.011
In 0.048 + 0.008 0.048 £ 0.008  0.031 + 0.005 0.041 + 0.007
Ni 0.043 + 0.007 0.030 +£0.005  0.030 + 0.005 0.031 + 0.005
Sb 0.44 +0.05 0.43 +0.05 LLOD LLOD
Se 0.034 + 0.006 0.028 £ 0.005  0.027 + 0.004 0.028 + 0.005
Tl 0.0086 + 0.0019 LLOD LLOD LLOD

LLOD—lower than limit of detection. The results are given with estimated uncertainties.

3.2. Phase Composition

3.2.1. Major Phase Constituents

The main phase constituents present in the charge mixture as shown in the studies [17,18] included
galena PbS, sphalerite ZnS, iron sulphides, zincite ZnO, anglesite PbSO;, lead oxide PbO, FeO-ZnO
oxides and glass. They were included in the feedstock for the process (zinc blend concentrate, galena
concentrate) and other constituents, which formed the charge mixture, such as—semi-finished products
(Zn-Pb sinters), waste (dust, dross, slag), products from the process (crude zinc, crude lead). Yet in
the composition of the main phases of the tested samples taken from the top layer of the landfill,
as indicated by the present studies, only anglesite (lead sulphate), sphalerite (zinc sulphide) and glass
were present among the phases of the charge mixture. However, new phases formed during the process
and resulting from hypergenic transformations of these phases, taking place in the landfill, were also
found. Among the phases found in the tested samples of the top layer of the landfill, the following
groups were distinguished:

silicates—kirschsteinite CaFeSiOy, willemite Zn,SiOy,

- sulphates and hydrated sulphates—ang]lesite PbSO4, gypsum CaSO4-2H,O, ktenasiteZnCu4(SO4),
(OH)4-6H,0, namuvite Zny(SO4)(OH)g-4H,0, tochilinite Fe?*5_s(Mg,Fe?*)sSs(OH)10,

- nitrates—gerhardtite Cuy(NO3)(OH);3,

—  sulphides and metals—sphalerite ZnS, metallic Pb,

- oxides and hydroxides—goethite FeO(OH), wustite FeO,

glass.

The presence of these phases is evidenced by the characteristic reflections in the diffractograms of the
tested samples (Figure 1). Worth noting is the varied intensity of some basic reflections in the diffractograms,
assigned to individual phases, which indicates different content of these in the tested samples.

The study of the chemical composition in the micro-areas revealed that the grains of the main
phases formed intergrowths of very small clusters of individual phases. Grains composed of one phase
only occur very rarely. The determined chemical composition of the grains of the main phase in the
tested samples indicates that in some cases admixtures of various elements, mainly metals, are present.
It was found, for instance, that:

-  wustite (Figure 2, Table 3) may contain admixtures of Zn (up to 5.68 wt %), Cu (up to 5.59 wt %),
Sn (up to 1.61 wt %), Sb (up to 2.09 wt %) and of Pb (2.95 wt %),
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kirschsteinite (Figure 3, Table 3) contained Zn (up to 6.17 wt %), Pb (up to 2 wt %), Cu (up to
1.12 wt %), Mn (up to 0.83 wt %).

3

An, Gh, Wi

Intensity

An, G
An, Gh, Wi
An

20 40 60
2 Theta [°]

Figure 1. X-ray diffraction (XRD) patterns of samples WZI, WZII, WZIII and WZIV. Explanation:
An-anglesite, G—gypsum, Gh—gerhardtite, Gt—goethite, Ki—kirschsteinite, K—ktenasite, L—metallic
Pb, N—namuvite, S—sphalerite, T—tochilinite, Wi—willemite, Wu—wustite.

— lopm DO

15.0kV COMPO NOR WD 10.9ma

Figure 2. Sample WZI—example of an image of the investigated micro-areas. 1—wustite with Zn
admixture (9%), 2—wustite with silicate admixtures, 3 and 4—wustite with Sb admixture (17-22%),

5—Pb oxide.
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Figure 3. Sample WZIII - example of an image of the investigated micro-areas. 1—kirschsteinite with

wustite, 2—glass, 3—Pb-Cu alloy with Au admixture (6%), 4—Pb-Fe-Zn.

Table 3. Differentiation of the chemical composition of wustite and kirschsteinite, occurring in the

investigated grains of samples taken from the top layer of the landfill.

Waustite Kirschsteinite
Element
Min Max x s 1% Min Max X s 14
(@) 2120 2298 2210 055 2 28.67 33.67 3192 1.85 6
Na 0.00 0.60 0.15 025 168
Mg 0.00 1.96 050 0.63 124 1.01 2.04 1.25 0.39 31
Al 0.00 0.51 022 018 83 1.20 3.70 244 090 37
Si 12.79 1472 1374 0.81 6
K 0.00 0.70 035 022 64
Ca 0.00 0.89 023 032 141 1430 1879 1639 197 12
Mn 0.00 0.17 0.02 0.05 268 0.00 0.83 051 0.31 60
Fe 61.00 7739 71.01 481 7 2543 2987 2790 1.63 6
Cu 0.00 5.59 1.87 193 104 0.00 1.12 045 047 103
7n 0.00 5.68 1.84 197 107 0.19 6.17 290 236 81
Ag 0.00 0.20 0.05 0.07 146 0.00 0.07 0.01 0.03 245
Cd 0.00 0.21 0.05 0.09 186 0.00 0.30 0.07 012 163
As 0.00 0.06 0.01 0.02 212 0.00 0.58 022 026 117
In 0.00 0.40 0.06 0.13 217 0.00 0.81 046 0.34 73
Sn 0.00 1.61 0.35 048 138
Sb 0.00 2.09 0.37 0.66 180 0.00 0.70 027 024 91
Pb 0.00 2.95 1.33 098 73 0.12 2.00 095 0.61 64

Min—minimum, Max—maximum, x—average, s—standard deviation, V—coefficient of variation.

There are two characteristic relationships in the chemical composition of wustite. With increasing
iron content, the content of copper and zinc decrease (Figures 4 and 5). At the same time the R? value
of the trend line is very high: 0.74 for Cu and 0.83 for Zn. Therefore, it can be concluded that both
copper and zinc substitute iron in wustite, which is quite common in this type of iron oxides [19-22].

There are a few characteristic relationships in the chemical composition of kirschsteinite:

line is in this case 0.97 (Figure 6),

with increasing iron content:

with increasing silicon content, the content of aluminum decreases and the R? value of the trend

e the content of copper and calcium increases and the R? value of the trend line is 0.87 for Cu
(Figure 7) and 0.85 for Ca (Figure 8), respectively,

e the content of zinc decreases and the R? value of the trend line is 0.94 (Figure 9),
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Figure 4. Differentiation of Fe and Cu content in wustite.
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Figure 5. Differentiation of Fe and Zn content in wustite.

4.0
R?=0.97

3.0

2.0

0.0

10 12 18 20

14 16
Content of Si (mass%)

Figure 6. Differentiation of Si and Al content in kirschsteinite.
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Figure 7. Differentiation of Fe and Cu content in kirschsteinite.
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Figure 8. Differentiation of Fe and Ca content in kirschsteinite.
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Figure 9. Differentiation of Si and Zn content in kirschsteinite.

The relationship between silicon and aluminum may indicate a diadochal substitution of silicon
and aluminum, due to their crystallographic similarity (similar ionic radius), which is quite common
in silicates [23]. In turn, the relation between Ca and Fe is also geochemically justified in the group of
minerals to which kirschsteinite belongs [24-27].

However, the relations between copper and zinc and iron in kirschsteinite are interesting in the
context of those previously determined in wustite. Although the zinc content in both phases decreases
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with increasing iron content, the copper content in kirschsteinite increases while in wustite it decreases.
It is difficult to explain this phenomenon conclusively.

Thus, among the phase constituents of the examined waste of the top layer, three types can be
distinguished, taking into account their origin:

—  mineral constituents, which are part of zinc and lead concentrates used as feedstock in the
pyrometallurgical process—this includes sphalerite only,

- phase constituents formed in the technological process—these include mainly kirschsteinite
and wustite,

—  secondary mineral constituents, formed in the landfill under the action of hypergenic factors—these
include gypsum, ktenasite, namuvite, tochilinite, gerhardtite, goethite.

Anglesite, willemite, metallic lead and glass may be of problematic origin, as on the one hand
they may belong to the type of mineral constituents contained in small quantities in zinc and lead
concentrates (anglesite and willemite) and on the other hand to the type of phase constituents formed
in the technological process which are returned to the process (anglesite, metallic lead, glass).

As indicated by numerous studies, gypsum, ktenasite, namuvite, tochilinite, gerhardtite, goethite
are known to be present as secondary phases in many deposits and landfills of metallurgical plants,
among others—the Remsnik ore deposit (Slovenia), the Upper Silesian Mississippi Valley-type deposits
(MVT) (Poland), the Aznalcoéllar deposit (Spain), the Swietochtowice Dump (Poland), the base-metal
slag deposits at the Penn Mine in Calaveras County (USA) [24-32].

3.2.2. Trace Phases

The results of chemical composition analysis of the grains in micro-areas revealed the presence
of phases which are present in much smaller quantities and which therefore did not exhibit their
characteristic reflections in the X-ray diffractograms. As in the case of the main phases, the phases
occurring in trace quantities do not form individual grains. Usually they form small size inclusions in
the main phases or occur at the border of the main phases.

These phase constituents include—Pb oxides, which sometimes form intergrowths with wustite FeO
(Figures 10 and 11), quartz SiO;, cerussite PbCO3, alamositePb,5i1,034 (Figure 12), bornite CusFeS,,
metallic Ag and metal alloys (Cd-Zn, Pb-Cu, Zn-Cu, Pb-Fe-Zn, Pb-Fe-Cu, Pb-Fe-Sb, Sn-Zn-Pb) (Table 4).
Some grains are equivalent, in terms of chemical composition, to franklinite ZnFe,O,4, sometimes with
admixtures of leiteite ZnAs,O, and to Pb oxide with admixtures of paulmooreitePb,(As,Os) (Figure 13).

As in the case of the main phase constituents, among the phase constituents present in trace
amounts in the examined waste of the top layer, three types can be distinguished, taking into account
their origin:

—  mineral constituents, which are part of zinc and lead concentrates used as feedstock in the
pyrometallurgical process—these probably include alamosite, quartz and cerussite, which are
contaminants of the concentrates resulting from the mineralization of the Zn-Pb ore deposits from
which the concentrates are derived,

—  phase constituents formed in the technological process—these probably include metal alloys,
Pb oxides and metallic Ag,

—  secondary mineral constituents, formed in the landfill under the action of hypergenic factors—these
probably include leiteite and paulmooreite.
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Table 4. Examples of chemical compositions of some phase constituents present in the investigated

grains of samples taken from the top layer of the landfill.

Element Cerussite Pb Oxide Cu and Fe Sulphides  AnCe Alloys
Pb-Fe(Sb) Zn-Cu Pb-Fe-Cu Ag

C 4.3 14.9

(@] 12.3 4.7 6.3 7.5 14.0 4.1 12.2 11.7
Na 2.0 12
Mg 0.1 0.2

Al 0.5 1.0 0.6 04 0.7 0.8
Si 3.8 1.3 2.2 2.2 0.7
S 21.8 30.0 26.1 9.3 1.9 1.0 2.6

K

Ca 13
Mn

Fe 1.1 16.1 21.9 10.5 14.8 2.8 16.2 11.8 2.9
Cu 54.1 40.7 58.5 41.6 11.9 8.9 0.0
/n 1.1 3.2 49.6 8.7 2.9 0.0
Ag 04 02 94.3
Cd 0.3 1.1 04

As 4.0 0.1 0.0

In 1.7 0.4

Sn 1.7 1.8 2.0 0.3 0.3 1.2 1.2 1.1

Sb 29 3.8 1.3 0.3 0.3 0.3 2.8 23.1 2.8 2.5

Pb 76.8 88.6 82.1 34 1.7 4.3 63.2 44.2 42.5 57.8

100.0 100.0 100.0 100.0 100.0 100.0 100.0 100.0 100.0 100.0 100.0 100.0

Figure 10. Sample WZI—example of an image of the investigated micro-areas. 1 and 3—Pb oxide,

2—Pb oxide with willemite, 4—gerhardtite, 5—wustite.

-—
15.0kV COMPO

lopm DN
NOR. WD

10.9mn

Figure 11. Sample WZII—example of an image of the investigated micro-areas. 1—wustite with Pb

oxide, 2—Kkirschsteinite.
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15.0kV COMPO

Figure 12. Sample WZIII—example of an image of the investigated micro-areas. 1—quartz, 2—kirschsteinite
with wustite, 3—Sn-Zn-Pb alloy, 4—glass with alamosite, 5 and 6—alamosite in glass.

.:h"

lopn DY

15.0kV COMPO NOR WD 11.1ma 09:.53:28

Figure 13. Sample WZIV—example of an image of the investigated micro-areas. 1—leiteite with
franklinite, 2—franklinite, 3 and 4—Pb oxide with paulmooreite.

The provenance of franklinite and bornite may be problematic. They may belong to the group
of mineral constituents contained in small quantities in zinc and lead concentrates or to the group of
phase constituents formed in the technological process which are returned to the process.

As indicated by numerous studies, both leiteite and paulmooreite are known to be present as
secondary phases in many deposits and landfills of metallurgical plants (the Tsumebdeposite, Namibia;
Bushveld Complex, South Africa) [33-35].

4. Discussion

The identification of the main phases by X-ray diffraction and the established chemical composition
of the tested samples allowed to calculate the content of these phases and the results of these calculations
are presented in Table 5.

The dominant phases in the samples are anglesite, gerhardtite and wustite, the total content of
which varies from about 52% to about 68 wt %, with the exception of the WZIV sample, where the
total of these three constituents is 27.50 wt %. In that sample, kirschsteinite, ktenasite and goethite are
significant in quantitative terms.

It can therefore be concluded that the samples are quite diverse in terms of phases and in particular
in terms of the proportion of individual phases. And although it seems that samples WZI, WZII and
WZIII are very similar to each other as compared to WZIV, they still show quite strong qualitative
differences between them. This is manifested, for instance, in the presence of:

- namuvite in sample WZII, whereas samples WZI, WZIII and WZIV do not contain this phase,
—  tochilinite in samples WZI, WZIII and WZIV, whereas sample WZII does not contain this phase,
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- metallic Pb and goethite in sample WZIV, whereas these constituents are not present in any of the
other samples,
—  kirschsteinite in all samples, except WZL

Table 5. The main phases content of the investigated samples WZI, WZII, WZIII and WZIV (in wt %).

Phase Sample Symbol

Tvoe Phase X S \%
yp WZI  WZII WZIOI  WZIV
Sphalerite 8.39 5.23 591 7.08 6.65 1.39 21
Primary Anglesite 25.63 22.83 22.40 10.41 20.32 6.76 33
Willemite 8.53 451 6.24 3.94 5.81 2.06 36
Kirschsteinite 3.46 4.88 14.73 5.77 6.32 110
P Woustite 22.61 22.24 20.08 1.99 16.73 9.89 59
rocess Metallic Pb 6.97
Glass 5.08 5.19 6.24 6.03 5.64 0.59 10
Gypsum 3.98 8.64 9.76 3.24 6.41 3.27 51
Ktenasite 2.78 2.55 8.22 13.77 6.83 5.32 78
S Namuvite 16.54
econdary o
Tochilinite 2.95 6.00 4.14 3.27 2.52 77
Gerhardtite 20.05 8.81 10.27 15.10 13.56 5.10 38
Goethite 12.60
Total 100.00  100.00 100.00 100.00
Phase group
Silicates 8.53 7.97 11.12 18.67 11.57 493 43
Sulphates 32.39 50.56 40.38 27.42 37.69 10.11 27
Nitrates 20.05 8.81 10.27 15.10 13.56 5.10 38
Sulphides and hydrated ) 3/ 555 1191 1122 993 314 32
sulphides
Oxides and hydroxides 22.61 22.24 20.08 14.59 19.88 3.70 19
Metals 0.00 0.00 0.00 6.97 1.74 3.49 200
Glass 5.08 5.19 6.24 6.03 5.64 0.59 10
Total 100.00  100.00 100.00 100.00

x—average, s—standard deviation, V—coefficient of variation.

The quantitative variation of the phases occurring in all samples is manifested, among others,
in the content of—kirschsteinite (0-14.73 wt %, V = 110%), ktenasite (2.55-13.77 wt %, V = 78%),
tochilinite (0-6.00 wt %, V = 77%) and wustite (1.99-22.61 wt %, V = 59%). The constituents that exhibit
the least content variation are glass (5.08-6.24 wt %, V = 10%) and sphalerite (5.23-8.39 wt %, V = 21%).

The three distinguished types of phases (primary constituents, which form the feedstock in the
process; constituents formed in the course of the process; secondary constituents, formed in the landfill
under the action of hypergenic factors) are set out in a diagram (Figure 14). In the tested waste of the top
layer, three samples (WZI, WZII and WZIII) are located in the middle of the diagram, which suggests
similar content of these three types of phases, while the location of the projection point of the WZIV
sample indicates a dominant content of secondary constituents. It will be noted, however, that in the
waste under investigation there are still significant amounts of primary constituents, that is, feedstock
in the process, which can be reused for metal recovery, like the other constituents. An important
element of this recovery is certainly the content of metals in these constituents.
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Figure 14. Diagram of phases of the investigated samples WZI, WZII, WZIII and WZIV.

However, from the point of view of the recoverability of metals, it is more important to consider
the quantitative aspects of individual phases, grouped in the form of chemical compounds or the
classification of minerals used in mineralogy, which illustrates the forms of metal occurrence. For this
reason, the phases occurring in the tested samples were divided into 7 groups—(i) silicates, (ii) sulphates
and hydrated sulphates, (iii) nitrates, (iv) sulphides and hydrated sulphides, (v) oxides and hydroxides,
(vi) metals and (vii) glass (Table 5).

Sulphates and hydrated sulphates (anglesite, gypsum, ktenasite and namuvite) show the highest
content in the tested samples, at an average content of about 38 wt %. The second group in terms of
quantity are oxides and hydroxides (wustite and goethite), with their average content close to 20 wt %.
The content of nitrates (gerhardtite) and silicates (kirschsteinite and willemite) are comparable, the average
figures being 13.56 and 11.57 wt %, respectively. Average content of the other phase groups is below
10 wt % and these include sulphides and hydrated sulphides (sphalerite and tochilinite, average content
9.93%), metals (metallic Pb, average content 1.74 wt %) and glass (average content 5.64%).

A very important factor that must be considered in the technological recovery of metals (Pb, Cu
and Zn) is their content in the individual phases.

5. Conclusions

Refining slags deposited in the top layer of the Hazardous Waste Disposal Site are characterized
by varied development of the phase constituents and hence—(i) the main phases are usually in the
form of conglomerates or multiphase intergrowths, (ii) trace elements form small size inclusions in the
main phases or occur at their border.

The predominant phase constituents in the tested slags include—sulphates and hydrated sulphates
(anglesite, gypsum, ktenasite and namuvite) at an average content of ca. 38 wt %, oxides and hydroxides
(wustite and goethite) at an average content close to ca. 20 wt %, nitrates (gerhardtite) and silicates
(kirschsteinite and willemite) at an average content of 13.56 and 11.57 wt %, respectively. Average
content of the other phase groups is below 10 wt % and these include sulphides and hydrated sulphides
(sphalerite and tochilinite), metals (metallic Pb) and glass.

Among the main and trace phase constituents of refining slags, the following can be identified—(i)
primary mineral constituents, which are part of Zn-Pb concentrates (sphalerite, alamosite, quartz
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and cerussite), (ii) phase constituents formed in the ISP process and during chemical transformations
occurring in the course of lead refining (kirschsteinite, wustite, metal alloys, Pb oxides and metallic
Ag), (iil) secondary mineral constituents, formed in the landfill under the action of hypergenic factors
(gypsum, ktenasite, namuvite, tochilinite, gerhardtite, goethite, leiteite and paulmooreite).

The major chemical constituents of the tested samples taken from the top layer of the landfill
include FeO, CuO and SO3, PbO, the total content of which is over 74 wt %. Constituents found at
substantially lower concentrations include SiO,, Al,O3 and CaO, TiO,, MnO, MgO, K,O, P,0Os. The
content of the main constituents shows little variation, as the coefficient of variation V is below 22%.

Both the high content of metals, Zn, Pb, with their low variability and the significant content
thereof in the individual phases, as well as their presence in the primary constituents, make refining
slags a potential source of these metals and pyrometallurgical processing of these wastes seems to be
highly rational.
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