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Abstract. Studying the conversion of local natural gypsum and phosphogypsum, categorized as a
byproduct of extracting phosphoric acid (EPA), into ammonium carbonate through a liquid-based method.
At the same time, the concentration of ammonium carbonate in an aqueous solution was obtained in the
range from 10 to 50%. The norms of ammonium carbonate were 100, 105, 110% relative to stoichiometry.
The transfer time of ammonium carbonate to the reaction zone was from 5 to 30 minutes, and the
conversion time was also studied in the range from 5 to 30 minutes. The conversion process was carried
out at a temperature of 30 to 50°C. The optimal time for the carbonate conversion of gypsum was 30
minutes, and the conversion rate was 95.68 and 96.83%.

1. Introduction
About 70 million tons of P,Os are produced annually from phosphate ores . By 2050, this indicator will increase to
220 million tons. On the one hand, this can provide food for the growing population, but on the other hand, it leads to
the formation of large amounts of phosphogypsum reserves. Today, phosphogypsum reserves in the world are about
6 billion tons[1-5]. This figure increases by 150 million tons every year. Such indicators indicate that the total
amount of phosphogypsum will double by 2025-2045. Among the countries that process phosphoride ores the most
and have growing phosphogypsum reserves, we can cite the following as an example[6-9]. The largest US
companies are located in Florida, where phosphogypsum reserves exceed 200 million tons, more than 400 million
tons in Hubei province, Yunnan, Guangzhou, Sichuan and Anhui provinces of China, about 500 million tons in
Russia, 60 million tons in Ukraine, more than 150 million tons in Brazil, 52 million tons in Tunisia and 100 million
tons in Spain, 5 million tons in Poland, 18 million tons in the Republic of Belarus, 30 million tons in Kazakhstan and
others[10-13].
The problem of using and storing phosphogypsum is very important for many countries in the world. Because it
causes many environmental problems, i.e. pollution of water, land and atmosphere. Phosphogypsum contains rare
earth elements such as calcium sulfates, silicon, iron, titanium, magnesium, aluminum, manganese, as well as heavy
metals and toxic elements [14-16].
CaS042H,0, hemihydrate CaSO4-0.5H>O and anhydride methods of extractive phosphoric acid production, which
are the main factors in the formation of phosphogypsum. Among the above methods, the dihydrate method is the
most common and relatively simple and highly effective .

Cas(PO4)3F(S)+ 5stO4(aq)+ 2H20(1) — 3H3PO4(aq)+ 5CaS0yq4 '2H20(S) + HF(g)
In the production of extractive phosphoric acid, on average, 1 ton of P,Os is obtained, causing the formation of 5-6
tons of phosphogypsum waste [17-19]. More than 85% of the composition of phosphogypsum is CaSOs. It accounts
for 15% of world production due to its high acidity (pH-3) and high moisture content. Phosphogypsum is used to
stabilize alkaline soils, obtain building materials, produce agricultural fertilizers, and process as ameliorants [20-23].
Currently, phosphogypsum is becoming a major problem in many factories producing ammophos. Phosphogypsum
waste cannot be disposed of in acceptable ways. Transportation and storage of phosphogypsum in special areas
requires a large amount of costs and labor [24-26].
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2. Materials and Methods

For laboratory research, phosphogypsum, an EFK waste product produced at "Olmalig Ammofos-Maksam" JSC, and
natural gypsum obtained from the "Shorsuv" mine located in Fergana region were used. Raw materials chemical
composition; phosphogypsum P>Os — 0.638%, CaO — 35.4%, SO; — 46.7%, Fe,03; — 0.05%, Al,O3 — 0.569%, SiO, —
2.08%, and in natural gypsum CaO — 35.3%, SOz — 41.5%, MgO — 3.0%, Fe,O3; — 0.05%, Al,O3 — 0.499%, SiO, —
0.792%. Initial laboratory experiments used (NH4)>COs for liquid carbonate conversion of ordinary gypsum and
phosphogypsum. In aqueous ammonium carbonate solution, the concentration ranged from 10 to 50%. The rates of
ammonium carbonate were 100, 105, 110% relative to stoichiometry. The transfer time of ammonium carbonate to
the reaction zone was studied in the range of 5 to 30 minutes and the conversion time was also studied in the range of
5 to 30 minutes. The conversion process was carried out at a temperature from 30°C to 50°C [27-30].
The experimental device is equipped with a stirrer, a thermometer and a reflux condenser. The temperature of the
reaction mixture was maintained by heating in a water bath. At the end of the experiment, the reaction mass was
filtered in a Buchner vacuum funnel with a paper filter using a vacuum pump of 0.65 atm.
The decomposition of gypsum with ammonium carbonate solution proceeds according to the following reaction:
CaS04-2H,0 + (NH4),CO3 —>CaCOs (phosphomel) + (NH4),SO4 + 2H,0
Table 1 shows the results showing the dependence of the time of introduction of ammonium carbonate solution on
the gypsum carbonate processing process in the liquid conversion method and the conversion tim.

3. Results and Discussion

The From the results of Table 1, it can be seen that the mass fraction of ammonium sulfate in the filtrate from natural
gypsum conversion is 29.54% at 5 minutes and 100% stoichiometry, and 41.28% at 30 minutes and 100%
stoichiometry reached. The mass fraction of ammonium sulfate in the filtrate from phosphogypsum conversion is
30.17% at 5 minutes and 100% stoichiometry, and 30.17% at 30 minutes and 100% stoichiometry and it was
41.53%. It was found that the mass concentration of ammonium sulfate in the obtained filtrate is higher in
phosphogypsum than in natural gypsum.

The chemical composition of the liquid and solid phase obtained by carbonate conversion of natural gypsum and
phosphogypsum was studied. The obtained results are presented in Table 2.

Table 1. On natural gypsum and phosphogypsum conversion rate and (NH4)2SO4 concentration.

(NH4)2CO3 Conversion Temperature. ° C (NH4)2SO41n the Conversion
input time, min time, min P i liquid phase, % level %
Natural gypsum
5 5 50 29.54 74.45
10 10 50 34.08 82.29
15 15 50 37.20 89.62
20 20 50 39.11 92.72
25 25 50 40.64 94.76
30 30 50 41.28 95.68
Phosphogypsum
5 5 50 30,17 74.68
10 10 50 34.45 82.71
15 15 50 37.92 90.14
20 20 50 39.68 93.10
25 25 50 40.64 95.07
30 30 50 41.53 96.83

As can be seen from the obtained results, the mass fraction of CaO and CO; in the solid phase obtained from the
conversion of natural gypsum increased from 5 to 30 minutes of conversion time from Ca0-39.45% to 51.85%, CO,
from -29.15 to 40, increasing by 85%. On the other hand, we can see that the mass fraction of undegraded gypsum in
the solid phase decreased from 23.48% to 3.98% with increasing conversion time. It was found that the mass fraction
of unfiltered ammonium sulfate in the solid phase increased from 1.08% to 3.48%. In the liquid phase, we can see
that all components increase in mass fraction with increasing conversion time. For example, it was found that the
mass fraction of SO; and N in the liquid phase increased from 13.09% to 24.60%, from 4.10% to 8.43%, from 5 to 30
minutes of conversion time. When the experiments were carried out with phosphogypsum, the following results were
obtained. For example, the mass fraction of CaO and CO; in the obtained solid phase increases from 40.53% to
52.29% of CaO, and from -30.28 to 41.52% of CO; as the conversion time increases from 5 to 30 minutes. On the
other hand, we can see that the mass fraction of unconverted gypsum in the solid phase decreased from 22.80% to
2.91% with increasing time. It was found that the mass fraction of unfiltered ammonium sulfate in the solid phase
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increased from 1.23% to 3.56%. In the liquid phase, we can see that the mass fraction of all components increases as
the conversion time increases. For example, it was found that the mass fraction of SOz and N in the liquid phase
increased from 13.62% to 25.44%, from 4.36% to 8.90%, from 5 to 30 minutes of conversion time. We can see that
the results obtained on the basis of phosphogypsum are slightly higher than those obtained on natural gypsum.

If the concentration of ammonium carbonate is higher than the stoichiometric norm, the yield of the reaction
increases. But an excess amount of ammonium carbonate causes the reaction medium to become strongly alkaline.
As a result, this leads to the agglomeration of calcium carbonate and the formation of small crystalline particles of
calcium carbonate that cover the surface of calcium sulfate and reduce the efficiency of the product obtained due to
incomplete conversion. Table 3 shows the results showing the degree of conversion of gypsum as a function of
ammonium carbonate concentration.

The mass fraction of ammonium sulfate in the liquid phase and the degree of conversion of gypsum were determined
with 10-50% concentration solutions of ammonium carbonate at 100% stoichiometry in a period of 30 minutes. As
the concentration of ammonium carbonate increased during the conversion process, the concentration of ammonium
sulfate formed in the liquid phase and the degree of conversion of gypsum increased. In natural gypsum, the mass
fraction of ammonium sulfate in the liquid phase over a period of 30 minutes, (NH4)>CO3 with a concentration of
10% and 100% stoichiometry is 11.13% of the norm, and (NH4),COs with a concentration of 50% and a
stoichiometry of 100% is 41.28% of the norm, and in phosphogypsum, the mass of ammonium sulfate in the liquid
phase share in a 30-minute period, (NH4).CO; with a concentration of 10% and 100% stoichiometry was 12.52% of
the norm, and (NH4),CO; with a concentration of 50% and 100% stoichiometry was 41.53% of the norm.

Table 2. Dependence of the changes in the composition of the solid and liquid phase resulting from the conversion of natural
gypsum and phosphogypsum on the conversion time.

. Liquid phase, % Solid phase, %
Mining
. w SO;
time, W water. ) SO3

. water., SOs CaO N o ((NHa4)28 CaO CO2

min % % 01)) (CaS0s)
Natural gypsum

5 78.91 13.09 0.12 4.10 31.10 1.08 23.48 3945  29.15
10 73.14 17.46 0.11 5.54 28.14 1.54 16.57 43.68  32.95
15 70.30 19.42 0.10 6.79 26.48 2.25 9.54 46.83  35.28
20 67.52 21.80 0.09 7.63 25.64 2.78 6.82 48.75  37.46
25 66.24 23.54 0.09 7.96 24.50 3.20 4.81 50.26  39.21
30 64.70 24.60 0.09 8.48 23.71 3.48 3.97 51.85  40.85

Phosphogypsum

5 78.32 13.62 0.13 4.36 30.78 1.23 22.80 40.53  30.28
10 72.74 18.02 0.11 5.73 27.92 1.60 16.19 43.96  33.09
15 69.85 20.78 0.10 7.29 26.04 2.46 9.22 4729 3543
20 66.74 22.55 0.09 7.82 25.30 2.95 6.40 49.58  38.24
25 64.58 24.10 0.09 8.15 24.18 3.30 3.92 51.14 3948
30 63.83 25.44 0.09 8.90 23.30 3.56 291 5229  41.52

Table 3. Effect of ammonium carbonate concentration on natural gypsum and phosphogypsum conversion rate

Conversion
(NH4)2COs (NH4)2COs . .
. o . . . time, min
Concentration, %  input time, min

Temperature (NH4)2S04 in the Conversion
°C liquid phase % Level %

Natural gypsum

10 30 30 50 11.13 84.12
20 30 30 50 21.26 88.91
30 30 30 50 29.81 90.95
40 30 30 50 37.12 93.77
50 30 30 50 41.28 95.68
Phosphogypsum
10 30 30 50 12.52 85.26
20 30 30 50 21.88 89.25
30 30 30 50 31.99 91.64
40 30 30 50 37.89 94.35
50 30 30 50 41.53 96.83
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In the next experiments, the X-ray structural composition of the obtained calcium carbonate precipitate and the initial
raw ash samples were studied. The composition of the samples was obtained on a XRD-6100 (shimadze, Japan)
powder diffractometer manufactured in Japan. CuK was transferred under the influence of a radiation (b -filter, Ni,
A=1.54178A current and voltage in the x-ray tube 30mA, 30Kv). In the current, the constant rotation speed of the
detector is 4 hr/min, 0.02° minimum (w/2th-link), and the scanning angle is 4° from to 80°. The samples were
analyzed in a chamber with a rotation speed of 30 rpm.
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Fig. 1 X- ray image of CaCOs obtained on the basis of TG.

352

The obtained roentgenogram results were analyzed by comparison with the ASTM American catalog and Mihaev's
tables of radiometric indicators for determining minerals.

The radiographic components of the initial and final products were compared in order to reveal the substances
formed during the liquid gypsum conversion with carbonate and the essence of gypsum conversion.
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Fig. 2. X- ray image of CaCO; obtained on the basis of FG

In Figures 1 and 2, the dried calcium carbonate precipitate obtained by processing natural gypsum and
phosphogypsum is shown as TG-CaCOj; (7.61; 4.25; 3.81; 3.07; 2.87; 2.68; 1, 90A) and diffraction peaks confirming
the presence of intense peaks (7.58; 4.25; 3.77; 3.05; 1.89A) of FG-CaCO; were observed. The composition of the
components related to these diffraction peaks is presented in Table 3. These obtained data were compared with the
values related to the intense peaks of CaCOj3 presented in Table 4 .

As a result, it was found that these values corresponded with the values of the obtained samples. Also, in the course
of X-ray analysis of CaCOs, these samples obtained based on the conversion of gypsum with ammonium carbonate
contain a small amount of undecomposed gypsum and intense peaks representing the presence of a very small
amount of ammonium sulfate remaining with calcium carbonate crystals during the filtration of sulfocarbonate
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suspension CaSO4-H,O (2.47; 1.90; 1.43 A) and (NH4),SO04 (3.26; 2.70; 2.47; 1.90; 1.86 A). The small amount of
calcium sulfate remaining in the sample is explained by the fact that the gypsum conversion rate is 96-97%.

Table 4. X-ray analysis of the obtained CaCOs3 samples

16 Caco, FG Caco, Sasss CaSOHO (NHa:50:
dA V12 dA V12 dA V12 dA V12 dA V12
4.17 13 3.80 8 3.86 12 - - - -
3.80 9 3.00 100 3,035 100 - - - -
3.52 6 2.48 13 2,845 3 - - - -
3.25 10 2.27 17 2,495 11 2.47 2 3.264 1
3.00 100 - - 2,285 18 - - - -
2.85 11 2.08 19 2,095 18 - - 2.704 5
2.70 8 1.91 18 1,913 17 1.90 4 - -
2.47 13 1.87 7 1,875 17 - - 2.476 3
2.26 20 1.60 3 1,601 8 - - -
2.07 17 1.51 5 1,518 4 - - - -
1.90 16 - - 1,422 3 1.43 4 1.904 1
1.86 18 - - - - - - 1.867 1
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Fig. 3. IR-spectrum graphical representation of natural gypsum and phosphogypsum samples.
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The accuracy of quantitative determination of compounds using IR-spectroscopic analysis is low, therefore, in
chemistry, this method is mainly used for qualitative determination of compounds. Regardless of the type of
molecular skeleton, the absorption lines of the functional groups of the molecule appear at certain values of the wave
numbers, which are called characteristic wave frequencies. These characteristic frequencies provide important
information about the substance under investigation. The fact that the vibration spectra have a high quality is a
unique physical characteristic of this substance. Therefore, IR spectra are widely used to identify chemical
compounds and mixtures in individual compounds, to study the mechanisms of chemical reactions. Infrared
absorption spectra were determined by IR Tracer-100 spectrophotometer of "SHUMADZU" company (400-4000 cm
-1 ).
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Fig. 4. IR-spectrum graphical representation of the obtained calcium carbonate samples

Based on the analysis of the literature, the infrared absorption spectra of initial gypsum samples and obtained
calcium carbonate were studied.

IR-spectrum absorption lines of gypsum samples (TG and FG) presented in Figure 3 showed that the following
vibration frequencies in the range of 3700-3400 cm™! belong to water and OH - group. In the frequency range of
1130-1080 cm™ and 680-610 cm™, S-O bond of SO4* group was found. Partial shift of water (3399.67 cm™') and
SO4* frequency lines was observed in IR-spectra of phosphogypsum sample. The obtained results confirmed that
gypsum is composed of functional groups that make up the main component.

(TG-CaCO;, FG-CaCO:s) obtained on the basis of conversion of gypsum samples with an aqueous solution of
ammonium carbonate have the following vibration frequencies 1450-1390 cm™ and showed that COs? belongs to the
2- group in the range of 880-800 cm™. We can see from the analysis results presented in Figure 4 that the main
component of the wet residue remaining in the solid phase during the filtration of the sulfocarbonate suspension is
composed of calcium carbonate.
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Natural gypsum and phosphogypsum can be obtained as a crystalline or granulated product from a 33-35%
ammonium sulfate solution recycled with carbonate. It is also used in the production of non-sticky AC and sulfate-
nitrate ammonium based on liquid ammonium nitrate and ammonium sulfate and in the production of other types of
complex fertilizers. In the process of obtaining other types of complex fertilizers from ammonium sulfate conversion
solution, its physical and chemical properties, i.e., rheological properties (density and viscosity), boiling point, and
saturated vapor pressure are important. In the process of carbonate processing of gypsum in the liquid method,
calcium carbonate precipitate is formed in addition to ammonium sulfate. The chemical composition and
physicochemical properties of the washed-dried calcium carbonate precipitate are important for its use as a by-
product in the production of building materials. The physical and chemical properties of the samples were
determined in our next research.

Table 5. Saturated vapor pressure of ammonium sulfate conversion solution, kPa
Solution concentration, %

Temperature, °C

15.0 25.0 35.0 40.0 43.0
20 2.23 2.16 2.04 1.92 -
30 4.04 3.92 3.69 3.49 -
40 7.01 6.81 6.42 6.07 5.89
50 11.72 11.40 10.74 10,14 9.85
60 18.93 18.39 17.06 16.30 15.92
70 29.62 28.78 27.15 25,22 24.89
80 45.03 43.76 41.28 38.95 37.75
90 66,64 64.76 61.08 57.63 56.00
100 96.30 93.56 88.26 83.27 80,91
110 136.10 132.27 124.78 117.70 114.37

Saturated vapor pressure of ammonium sulfate solution was determined in a special laboratory device. The obtained
results are presented in Table 5.

Water vapor in liquids is determined by the temperature of this solution and the mass concentration of the salts in it.
As the concentration of ammonium sulfate in the solution increases, we can see that its saturated vapor pressure
decreases. For example, at a temperature of 20°C, it was determined that the concentration of the solution decreased
by 2.23 kPa at 15% and by 1.92 kPa at 43% concentration.

4. Conclusions

One of the parameters influencing the conversion process of phosphogypsum and natural gypsum with ammonium
carbonate in liquid method was studied. Based on the principle of operation of the technological system, during the
gypsum conversion, stepwise introduction of ammonium carbonate solution into the reaction zone was ensured. In
this case, 30 minutes of ammonium carbonate solution was considered to be the optimal time to enter the reaction
zone. The conversion rate of gypsum is 95.68 and 96.83%.

References

1.  A.lL Angelov, B.V. Levin, P.V. Klassen, Mining magazine 4(5), 6-11 (2023)
A.M. Reymov, S.S. Namazov, B.M. Beglov, Journal of Chemical Technology and Metallurgy 48(4), 391-395
(2013)

3. P. Bakshi, A. Pappu, M.K. Gupta, Cycles Waste Manag. 5, 49—62 (2021)

4. S.Y. Nomozov, S.S. Namazov, A.R. Seytnazarov, B.M. Beglov, U.K. Alimov, International Journal of
Scientific and Technology Research 9(2), 1572-1578 (2020)

5. D. Azimova, D. Salikhanova, G. Nomozova, 1. Eshmetov, U. Temirov, E3S Web of Conferences 377, 03005
(2023)

6. J. Wang, F. Dong, Z. Wang, F. Yang, M. Du, K. Fu, Z. Wang, Probl. Miner. Process 56(5), 975-983 (2020)

7. K.R. Tukhtayev, O.Z. Khamidov, R.K. Sultanova, N.K. Chinibekova, ChemChemTech (Tashkent) 64(7), 61-67
(2021)

8. U.K. Alimov, A.M. Reimov, S.S. Namazov, B.M. Beglov, Russian Journal of Applied Chemistry 83, 545-552
(2010)

9.  P. Ganiev, S. Namazov, N. Usanbaev, U. Temirov, B. Numonov, E3S Web of Conferences 377, 03013 (2023)

10. Z.R. Malanchuk, O.Y. Vasylchuk, R.R. Okseniuk, Bull. Nuwee Tech. Sci. In Ukrainian. 2,133-139 (2016)

11. R.F. Gennari, I. Garcia, N.-H. Medina, M.A.G. Silveira, International Nuclear Atlantic Conference. 4, 9 (2011)



E3S Web of Conferences 563, 02038 (2024) https://doi.org/10.1051/e3sconf/202456302038
ICESTE 2024

12.  M.O. Zhumanova, N. Usanboev, S.S. Namazov, B.M. Beglov, Russian Journal of Applied Chemistry 82, 2223-
2229 (2009)

13. R. Pe’rez-Lo’pez, A.M. A’lvarez-Valero, J.M. Nieto, Journal of Hazardous Materials 148, 745-750 (2007)

14. Y. Chernysh, O. Yakhnenko, V. Chubur and Hynek Roubik, Appl. Sci. 11(1575), 1-20 (2021)

15. O.V. Shershnyov, Ecological bulletin. 2(36), 97-103 (2016)

16. 1. Bozorov, M. Iskandarova, A. Mamataliyev, N. Usanbayev, U. Temirov, AIP Conference Proceedings 2432,
050062 (2022)

17. T.I. Beisekova, Kh.Kh. Turgumbaeva, I.Z. Lapshina, M.Zh. Shanbaev, Zh.U. Abdualieva, Modern problems of
science and education. 2, 26-35 (2015)

18. D. Azimova, D. Salikhanova, G. Nomozova, 1. Eshmetov, U. Temirov, E3S Web of Conferences 377, 03005
(2023)

19. B. Bouargane, Marrouche A., S. El Issiouy, M.G. Biyoune, A. Mabrouk, A. Atbir, A. Bachar, R. Bellajrou, L.
Boukbir, B. Bakiz, Cycles Waste Manag 21, 1563-1571 (2019)

20. M. Attallah, S. Metwally, S. Moussa, M. Soliman, Microchem.146, 789—797 (2019)

21. H. El-Didamony, M.M. Ali, N.S. Awwad, M.M. Fawzy, M.F. Attallah, Journal of Radioanalytical and Nuclear
Chemistry 291(3), 907-914 (2012)

22. A.A. Rasulov, UK. Alimov, A.R. Seytnazarov, Sh.S. Namazov, B.E. Sultonov, Journal of Chemical
Technology & Metallurgy 54(6), 1263-1270 (2019)

23. 0. J. Khamidov, H.M. Vapayev, S.I. Nazarov, S. Boltaeva, B.S. Ganiyev, E3S Web of Conferences 389, 03008
(2023)

24. B. Numonov, S. Namazov, O. Badalova, A. Seytnazarov, B. Sultonov, U. Alimov, Journal of Chemical
Technology & Metallurgy 55(4), 831-838 (2020)

25. B. Boynazarov, T. Berdiyev, U. Temirov, P. Ganiev, N. Usanbaev, E3S Web of Conferences 377, 03012 (2023)

26. B. Karshiev, A. Seytnazarov, U. Alimov, S. Namazov, A. Reymov, A.Z. Rasulov, Vaprosy Khimii i
Khimicheskoi Tekhnologii 1, 24-34 (2021)

27. A., Seitnazarov, S., Namazov, B. Beglov, Journal of Chemical Technology & Metallurgy 49(4), 383-390
(2014)

28. T.Zh. Pirimov, Sh.S. Namazov, U.Sh. Temirov, N.Kh. Usanbayev, Obogashchenie Rud 6, 9-15 (2023)

29. Zh.E. Kholmurodov, R. Radzhabov, Sh.S. Namazov, A.R. Seitnazarov, B.M. Beglov, A.M. Reimov, Chemical
industry 99(3), 109-118 (2022)

30. S. Namazov, U. Temirov, N. Usanbayev, International Journal of Innovative Technology and Exploring
Engineering (IJITEE) 8(12), 2260-2265 (2019)



