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Abstract: the article presents the results of a study of the ultrafine magnetic parameters of
Fe 53 O 3 @NdFeO 3 nanocomposites obtained by solid-phase synthesis followed by thermal sintering
of samples at a temperature of 1000 ° C. The study of hyperfine magnetic parameters was carried
out by changing the Mossbauer spectra of the studied nanocomposites depending on the concentra-
tion of dopants. The resulting dependences of the hyperfine magnetic parameters were studied for
nanocomposites depending on the Nd s O 3 dopant concentration, the content of which varied from
0.1 to 0.5 mol. As shown earlier, varying the dopant concentration leads to phase transformations
of the Feo O3 @NdFeO 3 /Feo O3 type, followed by the dominance of the NdFeO 5 phase at high
dopant concentrations of 0.4-0.5 mol. During studies of the hyperfine parameters of the magnetic
field for nanocomposites under study, it was found that the obtained parameters are characteristic
of the hematite (Feo O 3) structure, with a high structural and magnetic ordering degree. The ob-
tained dependences of the hyperfine parameters indicate that the decrease in the hyperfine magnetic
field depending on the dopant concentration is due to structural deformations of the crystal lattice,
as well as the dominance of the NdFeO 3 phase, which is the substitution phase.

Keywords: nanocomposites, magnetic characteristics, Mossbauer spectroscopy, substitution ef-
fect, hematite.
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Introduction. Over the past few years, much attention has been paid to the development of
new types of magnetic micro-and nanocomposites based on iron oxide compounds. Interest in these
structures is due to great prospects in the practical application of composites in microelectronics,
magnetic information carriers, targeted drug delivery, as well as various catalysts for decomposition
of organic dyes, etc. [1-5]. At the same time, special attention is paid to the study of phase
transformations and changes in structural, magnetic, or conductive parameters, as well as their
relationships, which are interesting from a fundamental point of view, to obtain new unique data
on the properties of nanomaterials. Obtaining new data on the relationship between structural
and magnetic parameters, in turn, can open even greater prospects for practical application [6-
8]. Thus, knowledge of the influence of structural parameters, including structural distortions and
deformations, which are an integral part of any nanomaterials, on magnetic parameters will provide
data on the possibilities of controlling magnetic properties, which opens broad prospects in the future
[9,10]. Moreover, in the case when nanocomposites are two-three-phase structures, the presence of
substitution or interstitial phases can play an important role in determining the magnetic parameters,
as well as their further practical application.

So, for example, doping of iron oxide nanoparticles with magnetic components leads to the for-
mation of a spinel structure that has unique magnetic characteristics and allows a significant crystal
lattice rearrangement, which leads to the appearance of additional vacancy defects. The presence of
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vacancy defects in the structure of nanocomposites leads to a change in the material properties, due
to the possibility of filling them in the case of external influences. At the same time, the nanoscale
dimensions of oxide composites contain many structural defects, the presence of which leads to the
formation of metastable states, and in the case of additional vacancy defects, any external action
leads to a significant crystal lattice rearrangement.

Among the variety of magnetic nanocomposites, iron oxide compounds doped with various compo-
nents such as nickel, cobalt, or neodymium, as well as their oxide forms, have significant differences
from other magnetic composites, which leads to a large potential for their use as a base for water
purification, photocatalysts, absorbents, etc. Interest in this direction in magnetic structures is
primarily due to the possibility of reusing nanocomposites over several cycles since the magnetic
properties allow them to be captured and removed from aqueous solutions by simple magnets, after
which they can be used again. However, this field of application requires the knowledge of magnetic
components, as well as their resistance to degradation in case of long-term operation.

Based on the foregoing, the purpose of this work is to study the effect of Nds O 3 dopant con-
centration on ultrafine magnetic parameters of Fey O 3 @NdFeO 3 nanocomposites, as well as to
conduct a comparative analysis of structural distortions and deformations with changes in the mag-
netic properties of nanocomposites [11, 12]. Interest in these types of nanocomposites is due to
their great prospects for application in photocatalysis and decomposition of organic dyes, as well as
purification of aqueous media from pollutants, which is a very important area of research in the field
of improving the environmental situation in industrial production [13-15].

Experimental part. Fe, O 3 @NdFeO 3 nanocomposites obtained by solid-phase synthesis were
chosen as objects of study. Samples were synthesized by mixing Fe o O 3 nanoparticles obtained by
chemical precipitation with 5 O3 nanoparticles and subsequent grinding in a PULVERISETTE 6
planetary mill (Fritsch international, Idar-Oberstein, Germany) for 1 hour at a grinding speed of
400 rpm. The concentration of the Ndo O3 dopant was varied in the range from 0.1 to 0.5 mol.
[16]. Grinding of the initial structures was carried out in a grinding cup made of tungsten carbide,
the use of which leads to the absence of impurities during stirring.

After grinding, the resulting mixtures were subjected to thermal annealing for 5 hours at a tem-
perature of 1000 ° C. The cooling of the samples, to avoid the effect of hardening, was carried out for
24 hours together with the furnace. Annealing was carried out in a SNOL muffle furnace (SNOL,
Moscow, Russia), the heating rate was 10° C/min.

The study of the effect of Nd 5 O 3 doping depending on the dopant concentration on the magnetic
characteristics, including the values of hyperfine parameters of the magnetic field, was carried out
using the Mossbauer spectroscopy method. Mossbauer studies were carried out on a Mossbauer
spectrometer MS1104Em (Rostov-on-Don, Russia). The source was 57Co in an Rh matrix, the
activity of which was 50 mCi. At the same time, the use of the Mossbauer spectroscopy method
for estimating hyperfine magnetic parameters is one of the most relevant and reliable methods for
determining the magnetic properties of iron-containing structures, and also makes it possible to
determine the relationships between magnetic parameters and structural distortions resulting from
phase transformations or structural changes with high accuracy.

Results and discussion. According to previous studies, it was found [16] that the doping with
Nd203, depending on the dopant concentration, leads to the formation of phase transformations
of the Feo O3 — NdFeO 3 /Fe3 O 3 type, moreover, with the dominance of the Nd o O 3 phase at
dopant concentrations of 0.4-0.5 mol. The formation of the NdFeO 3 phase also led to coarsening
of particles, as well as an increase in the degree of structural ordering. The formation of this phase
at high concentrations of the Nd o O3 dopant is due to the substitution of Fe atoms in the octo-
and tetrahedral positions of the crystal lattice by Nd atoms. At the same time, such a substitution
undoubtedly affects not only the structural characteristics, expressed in a change in the crystal
lattice parameters, crystallite sizes but also the ultrafine magnetic texture, as well as the magnetic
characteristics of nanocomposites.
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The study of the magnetic properties of the hyperfine magnetic parameters of the
Fe 3 O 3 @NdFeO 3 nanocomposites under study was carried out using the Mossbauer spectroscopy
method. Figure 1 shows the results of a model interpretation of the Mossbauer spectra of the ob-
tained nanocomposites depending on the dopant concentration. The general view of the spectra is
characterized by the presence of a Zeeman sextet with symmetrical lines, the width, and intensity
of which are characteristic of the magnetic structure of hematite. The used model for interpretation
has the values of the functional x 2= 0.9-1.1, which indicates the absence of systematic deviations
of the experimental data from the model representation used for the analysis of the obtained data.
At the same time, the absence of deviations characteristic of disordered regions characterized by
the presence of quadrupole doublets indicates a high structural and magnetic ordering degree of the

synthesized nanocomposites.
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Ficure 1 — Mossbauer spectra and distributions of the hyperfine magnetic field in Fe 3 O 3 @NdFeO 3 nanocomposites
depending on the concentration of the Nd 2 O 3 dopant: a) 0.1 mol; b) 0.2 mol; ¢) 0.3 mol; d) 0.4 mol; e) 0.5 mol

An analysis of the obtained dependences of the distributions of the hyperfine magnetic field showed
that the characteristic maximum observed in the region of 510-519 kOe is characteristic of the values
of the hyperfine magnetic field of the hematite structure (517 kOe). At the same time, the presence
of small peaks in the region of 250-350 kOe may be due to the presence of substituted iron atoms in
the structure of the composites. The general tendency for the maximum to shift to lower magnetic
fields indicates a change in the structure and the appearance of magnetic disordering, which maybe
because of the formation of the NdFeO 3 substitution phase and its dominance at high dopant
concentrations. Also, the influence of the dopant and the dominance of the NdFeO 3 phase in the
structure is evidenced by the formation of asymmetry in the distributions of the hyperfine fields for
samples with a dopant concentration of 0.4-0.5 mol.

Figure 2 shows the results of changes in the hyperfine parameters depending on the Nd2 O3
dopant concentration in nanocomposites based on iron oxide obtained by thermal annealing at a
temperature of 1000 ° C.

eISSN 2663-1296 JI.H. I'ymunes areingarsl EYY Xab6apmbicel. Pusuka. Acrponomusi cepusicel, 2022, Tom 138, Nel
Becrnuk EHY um. JI.LH. 'ymunesa. @usuka. Acrponomusi, 2022, Tom 138, Nel

42



K. Egizbek, K.K. Kadyrzhanov, A.L. Kozlovskiy

—m— hyperfine magnetic field

@ 518 - : ;
Q —e— jsomer shift I 0.380 ~-0.05
- | —A— quadrupole shift I r
% 517 9 P T I -0.06
< 1 I L 0.375 - w
kS L-007 &
"q:',‘ 516 J\ ! L ” | E
> — U™ — ~os7o g [008 %
£ 5154 - IS F =
1 - . b-009 =
s I . ;
= = i [0}
€ 514+ T 0365 G Lot o
2 |1 - F Lo g
L0111 5
< 513 . Loseo S | s
; ] \ I = Loz T
5 512 r
E E\i’/i L 0.355 L -0.13
> -
2 5111 I --0.14
T T T T T T T T T T—6-3§6—— I 015
0.1 0.2 03 04 05 06 07"

Concentration of Nd203, mol.

Ficure 2 — Dependence of the change in the hyperfine parameters on the Nd 2 O 3 dopant concentration

The general trend of changes in the hyperfine parameters can be divided into two components.
The first trend of changes is associated with an exponential decrease in the hyperfine magnetic field
from 517.04 kOe for nanocomposites with a dopant concentration of 0.1 mol. up to 513-511 kOe for
all other dopant concentrations. Such a decrease maybe because of the formation of the NdFeO3
phase because of the replacement of iron atoms by neodymium atoms, which leads to the disordering
of magnetic characteristics. At the same time, the change in the values of the quadrupole shift and
the isomeric shift for the Zeeman sextet practically does not change.

Figure 3 shows the results of changes in the values of distortions of the crystal lattice and hyperfine
magnetic field depending on the Ndo O3 dopant concentration. The analysis of crystal lattice
distortions was carried out by determining the ratio of c¢/a parameters for the Feo O3 hematite
phase, which reflects the deformation of the crystal structure upon substitution of atoms at the
lattice sites. The distortion of the hyperfine magnetic field was evaluated in comparison with the
value of the hematite phase characteristic of the standard.

The general appearance of the dependences obtained has a general trend of changes; however,
as can be seen from the presented data, the dominance of the NdFeO 3 phase at concentrations of
0.4-0.5 mol. has a greater effect on the crystal lattice distortion than on the hyperfine magnetic
field distortion. This effect maybe because of the substitution of iron atoms in the structure of
the hematite phase, leading to the formation of the NdFeO 3 phase, and its subsequent dominance
leads to large structural distortions. In turn, changes in the magnetic field hyperfine parameters are
characterized by the nearest environment and the formation of locally heterogeneous regions, the
presence of which was not identified by Mossbauer spectroscopy.

At the same time, the general appearance of changes in the value of structural distortions has a
pronounced dependence on the phase ratio of nanocomposites. At low dopant concentrations, when
the Feo O 3 phase dominates in the structure, the amount of distortion is quite small and does not
exceed 3-5 % compared to the initial values. However, the dominance of the NdFeO 3 phase, which is
observed according to [16] at concentrations above 0.4 mol. there is a sharp increase in the structure
deformation associated with the substitution effect, as well as the formation of a solid solution from
two phases in the structure. At the same time, the effect of disordering and deformation of the
crystal structure, as well as magnetic parameters, can be due to a change in the concentration of
vacancy defects and dislocation density in the structure of nanocomposites. Figure 4 shows the
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FicURE 3 — Dependence of crystal lattice distortion and ultrafine magnetic field (the dashed line indicates phase separation
depending on the dopant concentration)

results of calculations of the concentration of vacancy defects in the structure resulting from the
substitution effect.
Vacancy defects were calculated using calculation formula (1):

5= 1)

where L is the grain size, which was determined from the analysis of X-ray diffraction patterns.
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F1GURE 4 — Results of changes in the vacancy defect concentration depending on the Nd 2 O 3 dopant concentration
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As can be seen from the results obtained, a change in the phase composition, followed by the
dominance of the NdFeO 3 phase, leads to a sharp increase in vacancies in the crystalline sublat-
tices, which in turn hurts magnetic parameters of the nanocomposites and increases the disordering
degree. An increase in the concentration of vacancy defects with an increase in the Nd o O 3 dopant
concentration can be due to the partial substitution of neodymium atoms for iron atoms in the
Fe 5 O 3 structure, followed by the formation of the NdFeO 3 substitution phase, which in turn leads
to deformation of the structure due to the formation of additional interfacial boundary effects.

At the same time, an increase in the concentration of vacancy defects has a good correlation with
the 6 angle, which characterizes the direction of the magnetization axis and orientation of magnetic
domains, the change of which varies in the range of 8 =50-54 ° , which corresponds to a state close to
the absence of a preferred magnetization direction. Such magnetic disordering caused by the absence
of a preferred direction of the magnetization axis can somewhat complicate the control of magnetic
particles during operation, however, the presence of additional vacancy defects can compensate for
this effect by increasing the rate of absorption or photocatalytic reactions, depending on the type
of practical application of nanocomposites. In the case of heavy metal adsorption from aqueous
solutions, the presence of additional structural distortions and vacancy defects leads to the presence
in the structure of many active centers, which can serve as activators for the absorption of heavy
metals.

Conclusion. The article presents the results of a study of the ultrafine magnetic parameters of
Fe 9 O 3 @QNdFeO 3 nanocomposites. During the study, the dependences of the influence of structural
distortions on the magnetic parameters of nanocomposites, as well as the relationship between the
phase composition and hyperfine parameters of the magnetic field, were established. The obtained
dependences of the hyperfine parameters indicate that the decrease in the hyperfine magnetic field
depending on the dopant concentration is due to structural deformations of the crystal lattice, as
well as the dominance of the NdFeO 3 phase, which is the substitution phase. At the same time,
the crystal lattice deformation due to an increase in the NdFeO 3 phase leads to an increase in the
disordering of magnetic parameters, as well as a decrease in the hyperfine magnetic field value.

The obtained data will be used in the further development of catalysts for the decomposition of
organic dyes, as well as purification of aqueous media from heavy metals and wastes of the textile
industry.
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Nd 2 O 3 monmanT KoHIeHTpanusicbiHa GailisianbIicTbl Fe o O 3 @QNdFeO 3 HaHOKOMMO3UTTEPiHIH 6Te *KyKa
MAarHuTTiK mapaMeTrpJiepiH 3epTrey

Ansotauusi. Byn xywmpicta Fe o O 3 QNdFeO 3 HaHOKOMIO3UTTEDiHIH ©Te >KyKa MACHUTTIK [apaMeTpJIepiH 3epTTey
HOTHUKeJIEpl YCBIHBUIFAH, KATThl (a3ajiblK CUHTE3 9iCiMeH aJjblHFaH, comaH Keiiin yoarizepai 1000 °© C remmeparypana
TEPMUSIJIBIK, CUHTE3Jey. ©OTe »KyKa MAarHUTTIK MapamMerpjepii 3epTTey JOMAaHT KOHIEHTPAIUsIChIHA OalJIaHbICThI 3€PTTEJIETIH
HaHOKOMIO3UTTEPAiH, Meccbaysp ClEeKTpJIepiH eJiiey apKbLIbl YKYPri3iimi. AJIbIHFAH yJIbTPaA KYKA MACHUTTIK HapaMeTPJIEPIiH
Toyesaiiri Nd o O 3 1OnaHTBIHBIH, KOHIIEHTPAIUSACHIHA OalJIaHBICTBI HAHOKOMIIO3UTTED YIIIH 3epTTe/Ii, OHbIH Ma3MyHbI 0.1-1eH
0.5 mol-re geitin e3repai. Bynan Gypbin KepceTinrenaeil, JonanT KoHIeHTpanuschiaby o3repyi Feo O3 — NdFeO 3 / Feo O 3
cusIKThI (has3asIblK e3repy mporecrepine skeseni, 0.4-0.5 mol >xkorapsl gonanT KoHIeHTparusicel Ke3inge NdFeO 3 dasacbiubig
ycreMairiMen. 3epTTeseTiH HAHOKOMIIO3UTTED YIIIH MACHUT OPICIHIH eTe »KyKa mapaMeTpJiepiH 3epTTey GapbIChIH/IA AJIbIHFAH
IIapaMeTpJIep KOFapbl KyPBUIBIM/IBIK, *KOHE MArHUTTIK peTTuIiKIeH remarutT KypbuibiMbiHa (Fe o O 3 ) ToH exenpiri aHbITAIABL.
AnpiHFaH yAbTpa KYKA NApaMeTPJIEPiF TOYeJIIIri JOMaHT KOHIEHTPAIUACHIHA GAMIAHBICTHL YJIBTPA KYKA MATHUT ©PICiHIiH
TOMEH/Ieyl KPUCTAJBIK TOP/bIH KYPBUIBIMIBIK JedOopMalusiiapbiIMeH OalJIaHBICTBI eKeHiH Kepcereni, coHmai-ak NdFeO 3
dazachIHbIH, YCTEM/IIr, aaIMacTbIpy da3achl.

TyiiH ce3aep: HAHOKOMIIO3UTTED, MACHUTTIK cunarraMajap, Meccbay3p CIIEKTPOCKOIMSICHI, aJIMACTBIPY 9CEPi, TeMaTUT.

K. Eruns6ek 2 , K.K. Kagpip>kanos ' , A.JI. Ko3noBcknii 2

I Espasutickuti nayuonasvnsiti ynusepcumem umery JI.H. Dymunesa, Hyp-Cyaman, Kasaxcman
2 Hrnemumym adeproti gusuru, Aamamu, Kasaxcman

VIzyuyeHue CBEPXTOHKUX MarHuTHbIX napamerpos Fe o O 3 @NdFeO 3 HAaHOKOMMNO3UTOB B 3aBUCUMOCTU OT
koHleHTpanuu gornaHta Nd 2 O 3

AnHoTtanusi. B pabore npencraBiieHbl pe3yIbTaThl HCCIEJOBAHNS CBEPXTOHKIX MAarHUTHBIX napamerpos Fe o O 3 QNdFeO 3
HAHOKOMIIO3UTOB, IIOJyYEHHBIX METOAOM TBEPAO(A3HOrO CHHTE3a C IOCIEAYIOIIUM TEPMHYECKHM CIIEKAHUEM OOpa3loB IIPHU
Temmneparype 1000 © C. I3ydenne CBEPXTOHKHX MArHUTHBLIX IIaPAMETPOB IPOBOAUJIOCH IIyTEM HU3MEHEHHS MecCOayIPOBCKUX
CIIEKTPOB UCCJIEAYEMBIX HAHOKOMIIO3UTOB B 3aBHCHUMOCTHU OT KOHIIEHTPAIUU JONAHTOB. [losyueHHbIE 3aBUCHMOCTH CBEPXTOHKUX
MarHUTHBIX [1aPaMeTPOB OBbIIH U3y9eHbl [JIsi HAHOKOMIIO3UTOB B 3aBUCHMOCTH OT KoHIeHTparuu gonanta Nd 2 O 3, conepkamnue
KoToporo Bapbuposasiock oT 0.1 mo 0.5 mol. Kak Gbuio mokaszaHo paHee, BApbUPOBAHUE KOHIEHTPAIMEH [TONAHTa IPUBOIUT
K mporeccam ¢a3oBbix Tpancdopmanmii tuma Feo O3 — NdFeO 3/ Feo O3, ¢ nmocnenyomum goMuaupoBanueM (has3bl
NdFeO 3 npu Gosbmux KoHIeHTpamusx gomnanta 0.4-0.5 mol. B xome u3ydeHus: CBEPXTOHKHMX IapaMeTPOB MAarHUTHOI'O
MOJIsl ISl HCCJIELYyEMBIX HAHOKOMIIO3UTOB OBLIO yCTAHOBJIEHO, YTO IIOJyYEHHBIE IAapaMETPLI XapaKTEPHBLI MJIsI CTPYKTYPBI
rematuta (Feo O 3), ¢ BBICOKOH CTENEHBIO CTPYKTYPHOTO W MATCHHUTHOTO YIIODSOYECHUSI. Tlosyuennbie 3aBHCHMOCTHU
CBEPXTOHKUX IIaPAMETPOB CBUAETEILCTBYIOT O TOM, UTO CHUYKEHHUE BEJIUINHLI CBEPXTOHKOTO MArHUTHOTO IOJISI B 3aBUCHMOCTH OT
KOHIICHTPAIMH JONAHTa O0YCJIOBJIEHBI CTPYKTYPHBIMA 1eOpPMAalUsIMU KPUCTAJIMIECKON PEIIeTKH, & TaKKe JOMUHUPOBAHUEM
daser NdFeO 3 , spisiromeiicst dhazoit 3aMelieHus.

KitoueBble cjIOBa: HAHOKOMIIO3UTHI, MArHUTHBIE XaPAKTEPUCTUKHU, MeCcCcOAyIPOBCKasl CIIEKTPOCKONN, 3DMDEKT 3aMEIIeHUs,

reMaTHuT.
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