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In this work, the leaching of iron(II) oxide and calcium oxide from the wastes of thermal
power plants by concentrated nitric acid was investigated. A laboratory unit for the study
of leaching processes was developed. It was found that the concentrations of iron(II) oxide
and calcium oxide in the solution increase with increasing the temperature of the leaching
process by nitric acid. The influence of the ratio of reagents on the leaching of iron(II)
oxide and calcium oxide from ash and slag wastes was established. An increase in the
leaching time in the range of 15—90 minutes positively affects the process of extraction of
iron(II) oxide and calcium oxide from ash and slag wastes. The calculated degree of
extraction of iron(II) oxide and calcium oxide from ash and slag wastes, as the main
criterion for leaching processes, showed that an increase in leaching duration leads to a
more complete transition of iron(I1) and calcium into solutions. Based on the analysis of
the obtained experimental data, the main technological parameters for the extraction of
iron(II) oxide and calcium oxide from ash and slag wastes in nitric acid solution have been
determined.
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Introduction

Mining, chemical, metallurgical, machine-
building, fuel and energy, building and agriculture
industries are main sources of wastes. In recent years,
much attention is given to wastes of the energy sector,
in particular, generated in power plants. The basis
of energy sector in Ukraine today is thermal power
plants on organic fuel, providing 75—80% of the total
electricity production. The development of thermal
power is forecast with the predominant using of coal,
the share of which in 2030 will be 85.1% in the fuel
balance. During the combustion of coal, a significant
amount of ash and slag is formed on the thermal
power plants to produce heat and electricity [1].

Ash and slag wastes are rich in metal oxides,
and even their content is sometimes significantly
higher than in the original ores that contain them.
The mineralogical composition of ash-slag wastes is
heterogeneous and depends mainly on the type of
coal combustion and the type of boiler equipment.
Mainly ash-slag wastes are rich in oxides of silicon,

aluminum, iron and calcium [2,3].

In turn, the removal of silicon and aluminum
oxides by conventional leaching methods is not
rational due to the formation of a large number of
aluminosilicates of various compositions. Leaching
of iron and calcium oxides is more possible due to
the formation of water-soluble salts in mineral acid
solutions [4]. Fan et al. [5] and Shemi et al. [6]
investigated the removal of aluminum by sulfuric
acid in order to obtain coagulants.

Thus, at present, the study of the leaching of
iron oxide using nitric acid is relevant, and the
resulting solutions of nitric acid can be used in the
future to obtain complex mineral fertilizers with
micro- and macro-elements.

Experimental

In the present work, ash-slag wastes (ASW) of
the Dnipropetrovsk region was used, which is a friable
material of grayish-black color with different
fractional composition. The chemical composition
of the wastes is shown in Table. We used 40% aqueous
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solution of nitric acid.

Chemical composition of the initial ash-slag wastes

Component Content,%
CaO 2.76
FeO 29.4
AlLO; 17.4
Si0, 42.6
S 0.27
C 3.53
Inert components 4.04

The scheme of experimental installation of the
process of interaction of ash-waste with nitric acid
is presented in Fig. 1. The mixture of ash wastes
with nitric acid was placed in the reaction vessel (1).
The temperature of the process was maintained using
a thermostat (3) equipped with a cover (5) with a
mercury thermometer (4), a two-blade mixer with a
fixed number of revolutions (2), into which the
reaction vessel was immersed. The gas phase, which
was formed due to heating of the interaction products,
was removed through the gas outlet (6), where the
gas was supplied to the cascade of three glasses of
Drexel. The experiment was carried out at the
temperature of 298—373 K for 15—90 minutes. The
process of interaction of ash-slag wastes with nitric
acid was carried out at the following wet ratio
HNO,;:ASW: 0.5:1; 1:1; 1.5:1 and 2:1.

After the process was finished, the solution was
filtered, and the resulting sediment was washed with
1% solution of nitric acid. If necessary, the sediment
was again leached in a new portion of a reagent.
The solution and sediment obtained during leaching
were studied for the presence of valuable elements.

The study of the phase and chemical
composition of ash-slag wastes and obtained liquid

Ash-slag wastes

HZO ﬁ

Fig. 1. Scheme of experimental installation for the interaction
of ash-slag wastes with nitric acid: 1 — reaction vessel;
2 — two-blade mixer with electric drive; 3 — thermostat;
4 — thermometer; 5 — cover; 6 — gas outlet pipe

and solid samples was carried out by using the
following methods of analysis [5—7]: X-ray phase
analysis (diffractometer DRON-3) and X-ray
fluorescence analysis (an analyzer EXPERT 3L). The
detection limit of elements in 100 s (from 12 mg to
92U) was not less than 0.05%. SDD with a nominal
statistical loading of the spectroscopic path of
52000 1/s served as a detector. The resolution of the
detector (for KaMn) at nominal loading did not
exceed 149 eV. The oxygen content was determined
by the difference. To compile the results of the
research, the software complex «OriginPro 8.5 SR1»
was used. The determination of the extraction degree
of elements from ash-slag wastes by nitrate solution
was carried out according to the method disrobed
elsewhere [7].

Results and discussion

Preliminary studies [8,9] showed that nitric acid
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Fig. 2. Dependence of the degree of leaching of FeO on temperature at different ratios of reagents ASW:HNO,
(=90 min, Re=600)
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Fig. 3. Dependence of the degree of leaching of CaO on temperature at different ratios of reagents ASW:HNO,
(=90 min, Re=600)

120

100

80

== 298K
——313K

a,Fe0,%

) Y ==

: i
/

=k 328K
=e=343K

Z%

=f=358 K

20 7’—:‘;______’.,

—8—373K

0 15 30 45

60 75 90

time, min

Fig. 4. Dependence of the degree of leaching of FeO on the time of interaction of ASW with nitric acid at different temperatures
(ASW:HNO;=2:1, Re=600)
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Fig. 5. Dependence of the degree of leaching of CaO on the time of interaction of ASW with nitric acid at different temperatures
(ASW:HNO;=2:1, Re=600)

is the most optimal for extracting iron from ash-slag
wastes. A series of experiments were carried out to
determine the effect of particle size and temperature
on the leaching process of ash-slag wastes. The effects
of temperature on the degree of extraction of iron
oxide (IT) and calcium oxide at different ratio of
reagents during leaching with nitric acid are shown
in Figs. 2 and 3.

The obtained experimental data indicate that
the degree of transformation of FeO and CaO
increases by increasing temperature. This is also
associated with an increase in the pH of the medium
from —0.8 to 3.2, which causes increasing the
viscosity of the medium, promoting better transfer
of ASW elements to the solution.

The time of the reagents interaction determines
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the transformation degree of FeO and CaO, the
productivity of technology and the size of the
neutralization reactors. The results of the experimental
measurements are shown in Figs. 4 and 5.

Analysis of the experimental data shown in
Figs. 4 and 5 indicates that an increase in the
temperature from 298 K to 373 K leads to a significant
change in the degree of extraction of iron and calcium
oxides from the ASW. Therefore, the following
technologically appropriate temperatures of the
process were chosen: 358—373 K. At these
temperatures, the degree of extraction of FeO and
Ca0 is 96—98%. The highest degree of extraction of
FeO and CaO reaches is achieved at the ratio
ASW:HNO,=2:1, thus it is chosen as technologically
feasible one.

A series of experiments were carried out to
determine the impact of the size of the raw material
particles on the FeO and CaO extraction process
(Figs. 6 and 7).

Analysis of the obtained experimental data from
Figs. 6 and 7 shows that an increase in the particle
size of the starting material from 0.25 mm to 1 mm
leads to a significant change in the degree of
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Fig. 6. Dependence of the degree of leaching of FeO on the

interaction time at different particle size of ASW
(ASW:HNO,=2:1, Re=600, T=373 K)
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Fig. 7. Dependence of the degree of leaching of CaO on the
interaction time at different particle size of ASW
(ASW:HNO,=2:1, Re=600, T=373 K)

extraction of the ASW. This indicates that the
leaching process is additionally involves a diffusion
step. Therefore, 0.25—0.5 mm was chosen as the
technologically feasible particle size, at which the
degree of conversion of FeO and CaO is 96—98%.
The highest degree of conversion of FeO and CaO
is reached when the particle size is 0.25 mm, so it is
chosen as technologically feasible one.

Conclusions

We have studied the leaching of ash-slag wastes
by nitric acid. We found out that the particle size of
the initial material, the ratio of reagents, the process
temperature and the mixing time have a significant
effect on the extraction degree of iron(II) oxide and
calcium oxide. The processes of extracting these
compounds from wastes should be carried out under
the following conditions: the size of the initial
material of 0.25—0.5 mm, the mixing time of 75—90
minutes and the leaching temperature of 358—373 K.
The extraction degree of iron(II) oxide and calcium
oxide reaches almost 100%.
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BIUJIYTOBYBAHHA FeO TA CaO HITPATHOIO
KHNCJIOTOIO 13 30JIOILJIAKOBUX BIIXOAIB
TEIIJIOEJIEKTPOCTAHIIN

0. Xaonuuvkuii, A. Casenxos, O. bausuiox, M. Ckiba,
B. Bopobiiosa, H. Macaaimina

B naniit po®oTi BCTaHOBJIEHO 3aKOHOMIPHOCTI BUJIy4YeH-
Hs okcumy 3amiza (II) Ta okcuay KambIlito 3 BiIXOMiB TEIJIOBUX
€JIEKTPOCTaHLIili BUJIYTOBYBAHHSIM iX KOHLIEHTPOBAHOIO a30THOIO
kucioTow. Po3pobieHa yjaboparopHa yCTaHOBKA UISI TOCIi-
JDKEHHST TIPOLIECiB BUJIYTOBYBaHHSI. BuUsiBIeHO, 1110 KOHIIEHTpa-
mist okeumy 3aiiza(ll) Ta okcuay Kaibllito y po3uMHi 3pocTae
Mpu 30iIbIIEHHI TeMIlepaTypy IMpoLecy BWJIYTOBYBaHHS a30T-
HOI0 KHCJI0TO10. JIOCTiIKeHO BIUIMB CITiBBIIHOIIIEHHST pEarcHTIiB
Ha rpoliec BuiIyroByBaHHs1 okcuay 3aiiza(ll) ta okcunmy xasb-
11i10 i3 30JIOIIAKOBMX BimxomiB. BcTaHOBIIEHO, 1110 30iTbIIICHHS
yacy BUJIYTOByBaHHS B iHTepBasti 15—90 XB TO3UTUBHO BILJIMBAE
Ha npouec BuiIydeHHs okeuay 3aitiza(ll) ta okcuay kanbliiio i3
30J101IaKOBUX BifxoniB. CTymiHb BUuiydeHHs1 okcuny 3atiza(ll)
Ta OKCUIY KaJbIlilO i3 30JIOIIIAKOBUX BilIXOMIiB, IK OCHOBHUIA
KpUTepill MPOoIeciB BUIYTOBYBaHHSI, TOKa3aB, 1110 3GiIbIICHHS
yacy MpUBOAUTH /10 Okl TOBHOTO nepexony 3aiiza(ll) ta kanb-
uiro y pozurH. Ha miacraBi aHanizy oTpuMaHUX €KCIepUMEH-
TaJIbHUX JaHWUX BU3HAYEHI OCHOBHI TEXHOJIOTiYHI TapameTpu
BUJIydeHHs1 okcuay 3antiza(ll) Ta okeumy kanblito i3 3001112~
KOBHUX BillXOTiB Y a30THOKHMCITMI PO3UMH.

KimouoBi cjoBa: eekTpocTaHIIisl, BiIXomau, 30ja, IakK,
PO3IiJIeHHsI, BUJIYYCHHsI, BTOPUHHA CHUPOBUHA, HITpAaTHUI
pO3YMH.
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In this work, the leaching of iron(II) oxide and calcium
oxide from the wastes of thermal power plants by concentrated
nitric acid was investigated. A laboratory unit for the study of
leaching processes was developed. It was found that the
concentrations of iron(II) oxide and calcium oxide in the solution
increase with increasing the temperature of the leaching process
by nitric acid. The influence of the ratio of reagents on the leaching
of iron(II) oxide and calcium oxide from ash and slag wastes was
established. An increase in the leaching time in the range of 15—
90 minutes positively affects the process of extraction of iron(II)
oxide and calcium oxide from ash and slag wastes. The calculated
degree of extraction of iron(II) oxide and calcium oxide from ash
and slag wastes, as the main criterion for leaching processes,
showed that an increase in leaching duration leads to a more
complete transition of iron(II) and calcium into solutions. Based

on the analysis of the obtained experimental data, the main
technological parameters for the extraction of iron(II) oxide and
calcium oxide from ash and slag wastes in nitric acid solution
have been determined.
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