BEVWOPTAHUKAIbBIK XUMUSA
HEOPIrAHUYECKAA XUMUA
INORGANIC CHEMISTRY

UDC 553.676+66.061.34

V.N. Fomin', A.T. Dyussekeyeva', Ye.V. Minayeva', B.A. Amanzholova',
M.E. Kassymov', L.Ye. Rozhkovoy', N.A. Kargina®

"Ye.A. Buketov Karaganda State University, Kazakhstan;
2Zh.N. Abishev Chemical-Metallurgical Institute, Karaganda, Kazakhstan
(E-mail: vitfomin@mail.ru)

Selective extraction of magnesium from asbestos-containing raw materials

In this work, great attention was paid to identifying the reasons for the absence of practically implemented
technologies for processing chrysotile asbestos wastes and searching for new methods for treating wastes
with the aim of obtaining magnesium and other useful products of commercial interest. A series of experi-
ments with solutions of ammonium chloride of different concentrations was carried out to study the kinetics
of magnesium leaching. The concentration of magnesium leached increases with the concentration of the
NH,4Cl solution (Cyg = 0.092M; Cyyy = 0.1M; Cyg = 0.102M), as well as with the time of the process itself. It
was shown that the difference between the leaching rates of magnesium by 3M and 5SM NH,Cl solutions was
not significant, and it was rather large for 1M and 3M solutions. The study of the thermodynamics of magne-
sium leaching was carried out with 3 molar solution of ammonium chloride at various temperatures. Graphs
of the concentration of leached magnesium versus the leaching time at different temperatures of the ammoni-
um chloride solution were plotted based on the results obtained. Experiments showed that the degree of mag-
nesium leaching from asbestos increased with increasing temperature. The activation energy was calculated,
which was equal to 44 kJ. Sediment identification was carried out using a laser-atomic emission spectrometer
apparatus. The results of the experiment showed that a certain amount of magnesium, calcium and a small
amount of other metals were contained in the obtained precipitates. Admixture of calcium does not affect the
properties of the precipitate obtained. Leaching tests carried out with the help of ammonium chloride solution
of various concentrations showed that the fibrous structure of asbestos was not destroyed.

Keywords: selective extraction of magnesium, asbestos-containing raw materials, kinetics, thermodynamics,
concentration, magnesium-ammonium phosphate, activation energy, leaching.

Introduction

Asbestos is a valuable mineral that is widely used in industry. Despite the fact that asbestos has certain
carcinogenicity, its properties are unique. Processing asbestos and its obtaining from mineral raw materials is
accompanied by the formation of waste including non-conforming chrysotile asbestos and amphibole asbes-
tos, as well as its other varieties. During the extraction and enrichment of chrysotile asbestos, large-tonnage
industrial waste is formed consisting of overburden and processing components [1, 2].

Magnesium extraction is considered to be one of the traditional types of asbestos processing. All metals
are leached out from asbestos in a complex by conventional methods under the action of strong acids. The
resulting salts need separation and additional purification. In addition, strong mineral acids are used, which
also cause intense corrosion of equipment. The development of selective leaching of magnesium without the
use of mineral acids is currently a topical issue. In this regard, we studied the selective extraction of
magnesium from asbestos-containing raw materials. To achieve this goal, some tasks such as obtaining
thermodynamic and kinetic leaching data, obtaining a magnesium — ammonium phosphate precipitate to
convert magnesium into an economically applicable form should be accomplished.
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Experimental

An ammonium chloride solution of the concentrations 1M, 3M, 5M was used to study the leaching ki-
netics of magnesium from asbestos. It is known from the literature [3, 4] that ammonium chloride dissolves
magnesium oxide well, while oxides of other metals do not pass into the solution. A solution of ammonium
chloride has been proposed for the selective leaching of magnesium from chromate sludge [5]. 20.0 g of as-
bestos previously dried to constant weight at 200 °C were added to the solutions obtained. It was kept at
room temperature for 2 weeks. The pH was controlled periodically (Table 1) and 5 mL aliquots were taken to
determine the concentration of magnesium.

Table 1
pH readings after leaching with ammonium chloride
C T
0.5 1.5 3 24 72 96 192 288 336
IM 8.569 8.69 8.895 8.9 8.907 8.967 9.04 9.013 9.014
3M 8.246 8.465 8.523 8.652 8.793 8.719 8.676 8.672 8.475
SM 8.18 8.094 8.242 8.245 8.249 8.369 8.45 8.55 8.721

Using concentrated ammonia, the pH of the solutions was adjusted to 11 and solutions were titrated
with 0.05M solution of Na,EDTA (Trilon B) in the presence of an eriochrome black indicator. The magnesi-
um concentration was calculated (Table 2) based on the consumption data of Trilon B using the well-known
formula derived from the law of equivalents:

C\Vi= G,
where C; — is the concentration of Trilon B; 7} — is the volume of Trilon B consumed during the titration,
C, — is the concentration of magnesium; ¥, — is the aliquot volume.

Table 2
Results of magnesium leaching in NH,Cl solution at 20 °C
C T
N 0.5 1.5 3 24 72 96 192 288 336
IM 0.021 0.032 0.043 0.057 0.077 0.079 0.081 0.087 0.087
3M 0.024 0.044 0.058 0.071 0.09 0.092 0.096 0.1 0.1
M 0.032 0.046 0.061 0.079 0.092 0.095 0.098 0.102 0.102

It can be concluded that the concentration of magnesium leached increases with the concentration of the
NH,CI solution based on the results presented in the Table 2, as well as with the time of the process itself. It
is shown that the difference between the leaching rates of magnesium by 3M and 5M NH,CI solutions is not
significant, and it is rather large for IM and 3M solutions. The kinetic curves for magnesium leaching from
asbestos with ammonium chloride solutions of different concentrations at room temperature are shown in
Figure 1.
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Figure 1. Kinetic curves of magnesium leaching at 20 °C
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After the amount of magnesium leached from asbestos was fixed, the solution was filtered off, so the
solution was separated from asbestos. The thick mixture was washed with distilled water and dried in a dry-
ing cabinet until moisture was completely removed. According to the formulas of the reaction rate constants
[6], they were calculated for 3 orders of reaction (Table 3).

Table 3
Indicators of reaction rate constants
T c Co ol o2 o3
336 0.826 1 0.00057 | 0.00043 | 0.00069
336 2.796 3 0.00021 | 0.00509 | 2.5E-05
336 4.782 5 0.00013 | 0.01551 | 5.6E-06

Comparison of the rate constants calculated shows that the formula for the first order of reaction gives
values that are significantly less different from each other than for the second and third orders. It can be con-
cluded that the reaction order for ammonium chloride is first, but the rate is controlled by diffusion. Then,
ammonium phosphate was added dropwise to the solutions to convert the leached elements into the sedi-
ment. The ammonium phosphate solution was prepared from 85 % phosphoric acid and 25 % ammonia solu-
tion. Phosphoric acid was added to ammonia in small portions, each time waiting for the reaction mixture to
cool down. The addition of phosphoric acid was continued to adjust pH = 11. The precipitate obtained was
dried and samples were prepared for laser spectrometry. Laser spectrometry clearly shows that the sediment
contains a sufficiently large amount of magnesium and some calcium (Fig. 2—4). It does not detect the pres-
ence of other metals.
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Figure 2. The metal content in the sludge studied during leaching
with 1M ammonium chloride solution

Cepust «Xummsi». Ne 4(92)/2018 43



V.N. Fomin, A.T. Dyussekeyeva et al.

Lini
2550 Novir e Konmecreeniuth o |
i Hamearon A
2420 | %0 R 98 PR | o
25 g2l aseame [ i [Rera T
- 25 Nagm BB 1521
2230 I I DALaesatixSpzctiometer21 WM asatiMAP_70C_3N.spe 455651 Tn3 Fomin 0032018 1510
275 Forin 0
o Rr [ [ DAL aeshatisSpactiometer21 Wh\MasatMAP_10_1H.spe e 04,04, 201816.20:¢
Znal 0404201816247
il ) “uin g Farin 08042018 1450
1930 . 3alase Fomin 27.04 2018 15012
o ™ [ DLaeshalipectiomelei21\WNSM a1 _10._sohion spe e = a0
2 g
160 7 I D\Loosh atipactometer2l W Masatiseached 1092 Hat Forn UBLEIS ‘r|
175 P T
&5 [ [l D3LaestvalisSpctiometer21 WhMaratihAP_10.5p2 2
3
1875 [ [ D*\LseskatiSpectiometer?1 WM as\6M_soluior.spe e
1520 o Aeoxanitpoera
. [ [ DALaeshatiSpectiomeler2 W MasathAsh leached 50.spe e
130, [ [ DL eshatiSpectiometer2! WMl MAP 50 p2 21353 2 sel o i
1275 713615 PI) 4E5 545 0 0
. TS0 PO) 13465 ST 0 0 0
26PN RI2 WM 0 0 0
1125 4 ZS T 4 502 0 0 0
1030 g maw Pl) 02 882 0 0 0
g| 8 BE35 P 7189 258 00 0
75 2| (] 25768 Mnfl) 13063 833 0 i i
a0 g H 776 Mgl 1548 515 0 0 0
H b r7an Mgl 4si6l 13445 0 0 0
o5 8 7813 Mgl 957 348 0 0 0
73 73088 Moll) W44 5271 0 00
5213 Mg[l 1843 2251 0 0 0
o w7 Mgl @ETRZ w08 0 0 0
60 <| 29365 Mgll) 171117 17254 0 0 0
- 2| 7608 Cafll 15284 159 0 0 0
; o <| SECalll 553 0 0 0 0
50 &g o METI9B() HEI 0B 0 0 0
75 P -] s 2 < A Mgl M 87 0 0 0
= = = B g Z| 320 Mgl TBET 15223 0 00
0 oz = 12| = A 2 382816 Mg (I 146636 20364 0 i i
25 HS = ‘s g = 396,626 Caflll 461543 63315 |0 i i
7 oo < Ed
b Al L3 L)
T t f T T T f t T f T T
19408 2 212 ma 2014 0558 k] 20 k] k] ik 1
Xe2m 7(r2T) |¥=2165.635 J

Figure 3. The metal content in the sludge studied during leaching
with 3M ammonium chloride solution
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Figure 4. The metal content in the sludge studied during leaching
with 5M ammonium chloride solution

It can be noted that the reaction rate increases with an increase in the concentration of ammonium chlo-
ride solution based on the results obtained. In this case, a certain period of time occurs when the saturation
peak remains the same regardless of the concentration of the solvent. Thermodynamic parameters of the pro-
cess are of interest for the production organization on the industrial scale. We carried out a series of experi-
ments on the magnesium leaching with a 3 molar solution of ammonium chloride at different temperatures to
study the thermodynamics of leaching. 300 mL of a 3 M solution of ammonium chloride was poured into a
flask with 15 g of initial asbestos and thermostated at temperatures of 20, 40, 50, 60, 70 °C. Samples were
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taken and titrated with Trilon B after a certain period of time. The results of the titration are shown in Ta-
ble 4.

Table 4
The concentration of magnesium in the reaction mixtures, mol/L

T,h
0.5 1.5 3 24 72 96 192 288 366
20 | 0.024 | 0.044 | 0.058 | 0.071 | 0.09 | 0.092 | 0.096 | 0.1 | 0.102
40 | 0.025 | 0.054 | 0.092 | 0.105 | 0.106 | 0.108 | 0.108 | 0.109 | 0.109
50 0.03 | 0.061 | 0.1 | 0.108 | 0.108 | 0.109 | 0.109 | 0.109 | 0.11
60 | 0.036 | 0.065 | 0.102 | 0.109 | 0.11 | 0.11 | 0.12 | 0.12 | 0.13
70 | 0.037 | 0.069 | 0.105 | 0.109 | 0.11 | 0.12 | 0.12 | 0.14 | 0.14

T,°C

As a result of approximation of the experimental points the logarithmic curves are obtained in all cases
that are shown in Figure 5. The accuracy of the approximation is 95-98 %.
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Figure 5. The dependence of the concentration of magnesium
leached on the temperature of ammonium chloride solution

The activation energy was calculated with the help of the formula [4]:
In(1-
EF =Rrxinnlzo) Jf1_ 1)
Lin(l-o,)/ (T, T,

The obtained data are given in Table 5. The value of the activation energy after statistical processing
was 43.815 + 8.973 kJ/mol at a significance level of 95 % (p = 0.05).

Table 5
Reaction activation energy

T T o E,, J/mol
293.00 360.00 0.21 40941.50299
313.00 123.00 0.21 56236.10255
323.00 63.00 0.21 38413.44866
333.00 41.00 0.21 39668.83503
343.00 27.00 0.21 43814.97231

The obtained value of the activation energy is about 1.1-1.5 times exceeds the value obtained by the au-
thors [7] for the magnesium leaching from calcium-containing magnesite (~30 kJ/mol). Apparently, this dif-
ference is due to the different chemical nature of the substrates studied.
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Conclusions

The selectivity of the process with respect to calcium is most likely explained by the kinetic parameters
of the process and the somewhat higher activation energy of calcium leaching. Apparently, the reaction has
the first order in ammonium chloride and a rate constant of ~ 1-5x10~*, while the velocity is controlled by
diffusion. The experimentally determined value of the activation energy was 43.815 £ 8.973 kJ/mol at a sig-
nificance level of 95 % (p = 0.05). Magnesium goes into solution, the pH of which is 9. This solution is con-
venient for precipitating magnesium ammonium phosphate. Magnesium ammonium phosphate is a valuable
mineral fertilizer, as well as a profitable, marketable form for pure magnesium. Using ammonium phosphate
and bringing the pH to 11, we got magnesium ammonium phosphate. The study of the precipitate obtained
with LIBS showed that it contained a minor admixture of calcium and did not contain other metals except
magnesium. Thus, the sediment is pure, and the calcium contained in a small amount does not interfere in
any way for use it in gardening.
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AclOecTKypaM/bl IIUKI3aTTAH MAarHUiA/Ii CeJIEKTUBTI 06J1in ay dici

Makanaga XpU30THIAI acOecT KaIAbIKTapbhlH ©Huey OOWBIHIIA ic XKy3iHAE iCKe acBIPBUIFaH TEXHOJO-
rusuapabiH 0ojMay ceGenTepiH aHbIKTay KOHE KOMMEPLHSJIBIK KbI3BIFYLIBUIBIK TYFBI3ATHIH MAarHUH MEH
Gacka jma maiiganel eHIMIEpAl any MakcaThlHAA KaJIbIKTapibl OHACYIIH jKaHa omicTepi KapacThIPBULIBL.
Maruwuii majiManay KMHETHKAChIH 3epTTeY YILIiH TYPJi KOHLEHTpAUWsarbl aMMOHHN XJIOPHII epiTiHginepi
KaTbichiHAa Oipkarap Taxipubenep sxyprizinmi. Illaiimananran Marxuiinig xonuentpauwmsicbt NH4Cl
epiTingici KoHIeHTParuACHHBIH (Cyg = 0.092M; Cy, = 0.1M; Cyy, = 0.102M) xoFapnaysIMeH CHIIATTaIIbI.
3M xone 5M NH4Cl maruumii epiTiHAUIEpiHiH MIaliManay >KbUIIAMIbIFBl apachlHAAFbl AHbIPMAIIBUIBIK,
aifrapieikTait emec, an 1M xeme 3M mremimpaepi ymin Oyr ere yikeH. MarHuiinl maimanay sy
TEpMOAMHAMUKACEIH 3€pTTEY OpTYpJi TeMmIeparypaja aMMOHHUH XJIOPHIIHIH 3 MOJSIPIBIK epiTiHmici
KATBICBIH/AA JKYPTi3uimi. AJIBIHFAaH HOTWIKENEP HETi3IHIEC MarHWil KOHIICHTPAIUSCHIHBIH aMMOHUHA XIJIOPHII
TeMIieparypackl OOMBIHIIA JKOHE 3EPTTEyre aiblHFAaH TYHOAHBIH KYpaMbIHIAFbl METaJl apachlHIaFbl
Toyenninik rpadukrepi xkacanbiHabl. Toxipubenep HOTHKeci acOecT KypaMblHAH MarHMiaiH Iraiimanay
JIOpexeci TemIiepaTypaHblH JKOFapiaybIMeH apTaThIHIBIFBIH KepcerTi. bencenaipy sueprusicer 44 kJhx-ra
TeH. TyHOaHBI aHBIKTay Ja3epJiK-aTOMIBIK OSMHCCHOHIBI CHEeKTpoMeTpae Kkyprisinmi. ToxipuOeHin
HOTIDKeTIepi OObIHIIA aNbIHFaH TYHOAHBIH KypaMblHaa Oeirini Oip Meep/ie MarHuii, KajbLiii jxKoHe 6acka
Jla MeTajjiap Ke3lIECeTiHiH KOPCEeTTi JKOHE KaJblLMil KOCIachl ajblHFAaH TYHOAHBIH KacHEeTTEpiHe acep
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STIeHTIHIr aHBIKTaIbl. OPTYPJIi KOHICHTPALUIJaFbl aMMOHHI XJIOPHUIIH MIaliManay apKbUIbI )KYPri3iireH
TaKipubenep acoecTiH TaNIBIKThl KYPbUIBIMBI )KOWBUIMAFaHbIH KOPCETTI.

Kinm ce30ep: maruuiiii cenekTUBTI Oeuin any o/ici, acOecTKypaM/ibl IIHKi3aT, KWHETHKA, TePMOJHHAMUKA,
KOHIIGHTpALHsl, MarHUH-aMMOHU# ocatsl, OesceHaipy SHEPrHsCH, LIaiiMaay.

B.H. ®omun, A.T. Irocekeera, E.B. Munaepa, b.A. AmaHXoJ10Ba,
M.E. Kaceimos, W.E. PoxkoBsoii, H.A. Kapruna

CejleKTHBHOE U3BJIeUeHHEe MarHus u3 acﬁeCToconepmamero ChIPbA

B cratbe OGonbllioe BHUMAHHE YAENEHO BBIABICHHIO MPUYMH OTCYTCTBUSI TPAKTHUECKH PEATU3yeMbIX
TEXHOJIOTUH MepepabOTKH XPU30THII-aCOECTOBBIX OTXOAOB U MOMCKY HOBBIX METOJOB 00pabOTKH OTXOMAOB C
LEeNIbI0 TONyYEHHsI MarHusi W APYTUX IOJE3HBIX IPOJYKTOB, IPEACTaBILIONINX KOMMEPYECKHH HHTepec.
IIpoBeneHsI cepyy OIBITOB C PACTBOPAMHU XJIOPHUAA aMMOHHMS Pa3HOH KOHIIEHTPALMH JUISl H3YUSHUSI KHHETHKA
BBIIIENaYNBaHus MarHus. KOHIEHTpaIys BEIIENauNBaeMOT0 MarHUsl PacTeT C yBeIMIEHHEM KOHIIEHTPAIUU
pactBopa NH,CI (Cye = 0.092M; Cy, = 0.1M; Cyy, = 0.102M), a Takxe ¢ yBETUIEHHEM BPEMEHH CaMOTo
npouecca. [lokazaHo, 4To pasHMIA MEXIy CKOPOCTSAMH BblllenadunBaHus marHug 3M u SM pactBopamu
NH,CI ne3nauurtenbHa, a aimst 1M u 3M pacTBopoB — [M0BOJIBHO BenuKa. MccienoBaHue TepMOIUHAMUKI
BBIIIENIAUYNBAHNS MarHus NpoBoAwId 3M pacTBOPOM XJIOpHIa aMMOHHMS NIPH PA3IHYHBIX 3HAYCHHUAX TEMIIe-
patypbl. Ha OCHOBaHMM MOJTy4EHHBIX PE3yJIbTaTOB OBUIM MOCTPOCHBI IPadMKH 3aBUCHMOCTH KOHILICHTPALUH
BBIIIEIOYCHHOTO MarHusl OT BPEMEHH BBIIIETIAYNBAHIS TIPH PAa3HBIX TEMIIEpaTypax pacTBOpPa XJIOPHIA aMMO-
HUsL. Pe3ynpTaThl SKCIIEpIMEHTOB MOKA3aJIH, YTO CTENCHB BBIIIEIAUNBAHIS MarHus u3 acbecta BO3pacTaer ¢
YBEIMYEHHEM TeMIepaTyphl. Beranciiena sHeprus akTHBany, KoTopast coctaBmia 44 x/lx. nenrndukamms
ocaJika NPOBOAMIIACH HA JIA3ePHO-aTOMHOM SMHCCHOHHOM CIIEKTpOMeTpe. BplIo ycTaHOBIICHO, UTO B IOIY-
YEHHBIX 0CaJKaX COAEPIKUTCS OIpeNeIeHHOE KOJIMYECTBO MArHUs, KaJbIUs U HE3HAYUTEIHHOS KOJIHMYECTBO
JIpyrux Metayos. [Ipumech kanblys HE BAMSIET Ha CBOWCTBA MOJIy4€HHOTO ocazka. Mcnbitanus, npoBenéH-
HBIE C TIPUMEHEHHUEM PAcTBOPA XJIOpPHUIA aMMOHUS PA3IMYHON KOHIIEHTPAIMH, MOKA3alH, YTO BOJOKHUCTAsS
CTPYKTYypa acOecTa He MOBEP)KEHA pa3pyIIEHHUIO.

Kniouesvie  cnosa: CCJICKTUBHOC HU3BJICUCHUC  MarbHmus, ac6eCToconep>KaLuee CBIPBE, KHWHCTHUKA,
TCPMOJUHAMUKA, KOHIICHTPpAaIlus, MarHuH-aMMOHHI q)OC(i)aT, OHCPTUs aKTUBALlMU, BbIIICIIAYUBAHUE.
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