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At the present study the possibility of obtaining two compositions of Ca, (PO,) F, and Ca Sr(PO,) F,
fluoroapatites by both chemical deposition from solutions of the initial components and reaction in the
solid phase was investigated. Using X-ray diffraction (XRD) method was shown that the fluorapatite
synthesis based on calcium pyrophosphate with the addition of strontium takes place at lower tem-
peratures. Fluoroapatite formation obtained by precipitation process is the result of the reaction between
initial component solutions. At the process of heat treatment of obtained powders by XRD method
was found that compared with fluorapatite obtained by solid phase reaction, fluorapatite obtained by
precipitation method include less content of TCP phase. Maximum density ([B2 % of the theoretical
value) is reached for the sample heat treated at 1250 °C with the exposure time up to 6 hours for
fluorapatite obtained by precipitation and at a temperature 1200 °C with the exposure time up to 10
hours for fluorapatite prepared by reaction in the solid phase.

Keywords: structure modification, fluorapatite, X-ray diffraction, differential thermal analysis,
radioactive wastes immobilization

AHAJIN3 ®TOPAIIATUTA, IOJYYEHHOI'O METOJAMU XUMHNYECKOI'O
OCAXKJIEHUA U TBEPIO®A3ZHOM PEAKIIUA
C.10. Caenko, B.A. llIkyponarenko, P.B. Tapacos, E.A. IIpyabiByc,
C.A. CaBuHa, A.B. 3nikoBa

B nmanno#l paboTe uccienoBasack BO3MOXKHOCTh HOJYYEHHS (TOpamaTUTa JByX COCTaBOB
Ca (PO, F,u Ca,Sr(PO,)F, METOMOM XMMHUYECKOTO OCAXKICHHUS PACTBOPOB UCXOIHBIX KOMIIO-
HEHTOB W peaknmel B TBepaon ¢aze. C momomsto peHtrenodazoBoro ananmmsza (POA) mokazaHo,
YTO ¢ J00aBIEHHMEM CTPOHIMS CHHTE3 (TOpanaTuTa Ha OCHOBe Iupodocdara KaJbLus MPOXOAUT
pu OoJiee HU3KKUX Temneparypax. O0pa3zoBaHue ropanariuta, HOIy4YeHHOTO OCaKACHUEM ITPOHCXO-
IUT B pe3yabTaTe peaklUH MEXAY PacTBOPaMM MCXOIHBIX KOMIOHEHTOB. Ilpu tepmoobOpaborke
ITOJTyYEHHBIX OPOIIKOB MeToJ0M PMDA yCcTaHOBIEHO, UYTO [0 CPABHEHUIO C (hTOPANaTUTOM, IIOJY-
YEHHBIM C IIOMOIIBIO TBepAo(]a3HOil peakunu, GTOpanaTuT, MOITyYEHHBIH OCAKICHUEM COAEPXKUT
Menbinee konudecTBo TK®D. MakcumansHoe 3HaueHre ioTHOCTH ([D2% oT TeopeTudeckoir)
JOCTUTHYTO 1151 00pa3LoB TepMooOpaboTanHbIX pu Temieparype 1250 °C u BpeMeHH BBILICP)KKU
6 gacoB s prOpanaTrUTa, MOMyIEeHHOTO OcakaeHrneM 1 ripH Temmeparype 1200 °C 1 BpeMeHU BELICPIKKA
10 wacoB ains ropanaTuTa, MOTYYEHHOTO peakineil B TBepoi hase.

KaroueBble cjioBa: pagloakTUBHBIE OTXOIbI, UMMOOMIN3ALUS, (PTOPANIATUT, PEHTICHO(A30BbII
aHanu3, IuQQepeHnnanTbHO-TEPMUIECKUI aHAIN3.

AHAJII3 ®TOPAITATUTY, OTPUMAHOI'O METOAAMHU XIMIYHOT O
OCAJIKEHHS TA TBEPIO®A3HOI PEAKIIII
C.10. Caenko, B.A. llIkyponarenko, P.B. Tapacos, C.O. Cagina,
K.A. IIpynuByc, A.B. 3uxkoBa

V nauiii po6oTi D0CIHKYBaNIacs MOXKJIMBICTL OTpUManHs ¢propanaruty asox ckiauais Ca, (PO,)F,
Ta Ca9Sr(PO 4)6F2 METOJIOM XiIMiYHOTO OCaJ[KCHHS PO3YMHIB BUXITHUX KOMIIOHEHTIB 1 peakIli€lo B
TBepii (azi. 3a momomororo peaTrenoda3oporo ananizy (PMA) mokaszano, 110 3 J0AaBaHHSIM CTPOH-
1if0 cHHTE3 (TOpaaTuTy Ha 0CHOBI IipodocdaTa KaJIbIlifo MPOXOIUTH IPY HIKIUX TEMIIepaTypax.
YTBOpeHHS PTOpanaTUTy, OTPAMAHOTO OCA/KEHHS BiI0OYBAETHCS B pe3yibTaTi peakilii Mi>k pO34rnHAMH
BHXiJHUX KOMITOHEHTIB. [Ipu TepMo0OpoO1Ii OTprMaHUX MOPOIIKiB MeTooM PDA BcTaHOBIIGHO, IO
y HOPiBHSIHHI 3 TOpaNaTUTOM, OTPIMaHUM PEaKIIi€ro B TBepAii (asi, propamarut, orpumaHuii oca-
YKEHHSIM MIiCTUTh MeHIITy KiTbKicTh TK®. Makcumanbhe 3Ha9eHHs minbHOCTI ([D2% Bifg TeopeTHyHO1)
JIOCSTHYTE IS 3pa3KiB TepMooOpodinenux mpu Temrepatypi 1250 °C i gaci BUTpUMKH 6 TOIUH IS
(hropanaruTy, OTpEMaHOTO OcaKeHHAM 1 pu Temreparypi 1200 °C i gaci Butpumku 10 rogus ams
(hropanaruTy, OTPUMaHOTO PEaKIIi€ro B TBepAiil hasi.

KuarouoBi cioBa: pagioakTuBHI Bigxomu, iMMoOimizaiis, ¢gropanarut, peHTreHO(])A30BHIA aHAI3,
TUQepeHIiaTbHO-TePMITHIH aHaTi3.
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INTRODUCTION

The surface and bulk material structure modifications
are effective methods of modern innovative material
development. Various technologies such as sintering,
hot pressing, chemical precipitation and others are
used for obtaining new materials with tailored
properties.

The problem of radioactive waste accumulation
is one of the long-term and hazardous consequences
of nuclear programs. The most dangerous for the
biosphere are high-level wastes (HLW). The concept
of fractionation of HLW is developed according to
the fact that the half-life, biological hazards and
chemical properties of the HLW components vary
greatly. The concept of radioactive waste
immobilization into the crystalline matrices is based
on a matrices using such as mineral phases, which
have a natural analogs stable over long geological
time.

Recently experts from different countries carried
out multidisciplinary research of more than 30 such
crystalline compounds for immobilization of HLW.
There are durable and chemical stable minerals such
as zircon, pyrochlore, magnesium-aluminum spinel,
rare earth garnets, zirconolite, apatite, monazite, etc.
[1]. In different countries, the application of a variety
of rocks for geological disposal of the immobilized
HLW is expected, so often, for the same radionuc-
lides different waste forms were used for next com-
patibility with the disposal mineral phases and the
immobilization matrices.

The immobilization waste forms based on apatite
ceramic are considered as promising materials for
the immobilization of high-level waste due to a wide
range of iso- and heterovalent substitutions, high che-
mical and radiation resistance. Minerals and synthetic
compounds with apatite structure type form a large
family: A (BO,) X, (A—Ca, Sr, Ba, Pb, Na, Cd,
Fe, K, Li, rare earth elements; B—P, Si, As, Cr, V,
S; X ~F, Cl, OH, O, Br, CO,) [2].

One of the famous examples showing the che-
mical and radiation resistance of apatite in nature is
uranium deposit in Oklo (Gabon, Aftica). The chain
reaction of uranium fission in the mineral formation
took place some two billion years ago. The crystals
of apatite are located in this place, characterized by
abnormal enrichment of 23U and fission products.
Consequently, the apatite-like compounds can
maintain the crystalline structure within a very long
time.

Apatite materials have also found an application
in many other fields, including biology, medicine,
electronics, etc. There are various technologies of
fluorapatite synthesis such as solid phase reactions,
precipitation from solution, sol-gel, hydrothermal
methods, and others. The aim of the present study
was to obtain calcium fluorapatite and fluorapatite
with strontium content by means of the solid phase
reaction and the precipitation of initial components
solutions

MATERIALS AND METHODS

For fluoroapatite Ca, (PO,)F, preparation by
means of the solid phase reaction the following com-
ponents such as calcium pyrophosphate Ca,P,O.,
calcium fluoride, CaF , calcium carbonate CaCO,,
phosphoric acid H,PO, were taken in the required
stoichiometry. Process of preparation of fluorapatite
was made by the following reaction [3]:

2Ca,P O, + CaF, + 2H,PO, + 35aS0O, -

- Ca, (PO, F,+3H,0 +580,1. (1)

To obtain fine powder of calcium pyrophosphate
grinding carried out in a planetary mill Mono
“Pulverisette 6” with isopropyl alcohol.

Calcium pyrophosphate, calcium carbonate and
calcium fluoride were mixed in a mill environment in
isopropyl alcohol and dried at a temperature of
100 °C to aresidual moisture content 3 —5%. Fluo-
roapatite dried mixture was screened through a sieve
with a mesh size of 100 microns. For strontium
adding in the fluorapatite mixture the strontium nitrate
Sr(NO,), as an aqueous solution was used. Thus,
an uniform distribution of strontium nitrate in the
fluorapatite mixture was provided. Strontium
fluorapatite Ca,Sr(PO,),F, was obtained by
reaction:

2Ca,P,O, + CaF, + 2H,PO, + 4CaCO, +

+Sr(NO,), » Ca,Sr(PO,) F,+3CO,1+ 4H,0 +
+2NO, +(1/2)0,. )

For fluorapatite preparation by solutions pre-
cipitation method the following components such
as calcium nitrate Ca(NO,),-4H,0, disodium hyd-
rogen phosphate (NH, ),HPO,, ammonium fluoride
NH,F were taken in the required stoichiometry. The
preparation of Ca, (PO,)F, was performed accor-
ding to the following reaction:

10Ca(NO,), + 6(NH,), HPO, + 2NH F +
NH,OH + (1/2)0, - Ca, (PO,)F, +
+ 14NN,NO, + +5,5H,0 + 7NO, 1. 3)
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The process of calcium fluoroapatite preparation
by chemical precipitation method comprises the
following steps [4]:

— Preparing of the aqueous solutions of the initial
components required concentration. A sample of
Ca(NO,),[dH,0 in distilled water was dissolved.
Separately, the samples of (NH,) ,HPO, and NH,F
in distilled water were dissolved.

— Mixing the initial solutions. A solution of
(NH,),HPO, (0.3 M) and NH,F by drops, with
constant stirring, was poured in warm
Ca(NO,),4H,0 (0,5 M) (50 °C) solution with
pH =9 — 9.5 adjusted by adding ammonium
hydroxide NH,OH.

— Preparing of a calcium fluorapatite powder.
Flushing the precipitate, drying in air, grinding and
heat-treating of the obtained powder was carried
out in the temperature range 900 — 1250 °C for
1 hour.

The strontium incorporation into fluorapatite
structure was made by strontium nitrate Sr(NO,),
adding to a solution of Ca(NO,),-4H,O. The prepa-
ration of strontium containing fluorapatite was carried
out analogously to the preparation of calcium fluo-
rapatite:

9Ca(NO,), + Sr(NO,), + 6(NH,),HPO, +

+2NH,F + NH,OH + (1/2)0, -

- Ca,Sr(PO,),F, + 14NN,NO, + 5.5 H,O +

+7NO,1. 4)

The heat treatment of the powders was made in
air furnaces SUOL-0.25.1/12—-M1 and MP —2U.
Thermogravimetric and differential thermal analysis
(TGA/DTA) was performed on derivatograph
Q—D 1500 at a temperature range 20— 1000 °C,
with heating rate about 12 °C/min and termoana-
lizatore SDT Q600 V20.9 Build 20 in the tempe-
rature range 50 — 1300 °C, with heating rate about
10 °C/min. The phase analysis was made by the
phase X-ray diffraction method (XRD) (DRON —
1.5 with Cu radiation using a nickel selective filter).
Samples were prepared in the form of tablets with
diameter of 14 mm and height of 5 — 7 mm by doub-
le-side axial fluorapatite powder cold pressing
method in a hydraulic press. Pressing was carried
out in the pressure range 124 — 247 MPa.

The sintering of synthesized fluorapatite samples
in air was performed in the temperature range 900
— 1250 °C. The apparent bulk density ®,) ofthe
samples after sintering was determined by hydrostatic
GOST 2409 —95.

RESULTS AND DISCUSSION

Fluoroapatite obtained by solid phase reacti-
on.According to results of XRD analysis, only lines
of calcium pyrophosphate Ca P O, after mixing of
the initial components were found (fig. 1a).
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Fig. 1. Diffraction peaks of Ca, (PO,) F, obtained by solid
phase reaction: a) — initial mixture; b) — termal treatment
at: 7=1000 °C,t=1 hour.

The results of thermal analysis of the fluoroapatite
Ca  (PO,),F, mixture are shown in fig. 2.
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Fig. 2. TG/DTA analysis of Ca, (PO,) F,.

Heat treatment of the original mixture up to
500 °C, according to X-ray studies, does not chan-
ge the phase composition. According to TG/DTA
analysis in the temperature range 120—280 °C there
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is a strong endothermic effect, which is associated
with the removal of adsorbed water and evidenced
by weight loss in the TG curves, and also lack of
visible change in the phase composition. Second
small endothermic peak in the DTA curve in the
temperature range 440 — 520 °C, apparently
associated with the start of decomposition of calcium
carbonate which is in a small amount in the mixture.
Atthe difractogram of the powder, which was heat-
treated at 600 °C, there is the appearance of lines
fluorapatite. At temperature about 700 °C, there is
a significant number of lines of fluorapatite, and
reducing the intensity of the lines Ca,P,O.. Total
synthesis of the fluorapatite with Ca,P,O,
destruction proceeds in the temperature range 900
— 1000 °C (fig. 1b). On the DTA curve at such
temperature range there is a fairly strong endothermic
effect. Furthermore the line of tricalcium phosphate
Ca,(PO,), (TCP) appears in addition to the lines of
the synthesized fluorapatite in the diffraction peaks.

The research of phase formation of fluorapatite
with strontium content demonstrate that heat
treatment of fluorapatite mixture up to 500 °C similar
to the case of the calcium fluoroapatite, does not
affect on the mixture phase composition. Also, similar
to the case of calcium fluoroapatite, on the DTA
curve endothermic peaks were observed, which
associated with removal of adsorbed water and the
start of decomposition of calcium carbonate.
Intensive synthesis of fluorapatite runs at 600 °C.
Total synthesis of fluorapatite with the initial phases
destruction occurs in the temperature range 800 —
900 °C (fig. 4) and is accompanied by the endother-
mic effect at the DTA curve. Similar to the calcium
fluoroapatite case the diffraction lines of TCP appear,
and its intensity decreases with increasing tempe-
rature up to 1000 °C (fig. 3).

The sintering in air at the temperature range 1100
— 1200 °C for 600 minutes residence time is
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Fig. 3. Diffraction peaks of Ca,Sr(PO,) F, obtained by solid
phase reaction 7= 1000 °C, 1= 1 hour.

performed. The data of the relative density
measurements of the sintered samples in air are
shown in fig. 4.
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Fig. 4. The dependence of relative density of fluorapatite
samples obtained by solid phase reaction on sintering
temperature (T =600 min).

The results demonstrate that the sintering
temperature increasing in air leads to increase in
density and there is the maximum value of relative
density for all investigated fluorapatite compositions
at the temperature 1200 °C.

Fluoroapatite obtained by chemical precipita-
tions method. Fig. 5 shows XRD data of powders
obtained by co-precipitation of solutions of the ini-
tial components, Ca, (PO,)F, calcium and
Ca,Sr(PO,) F, with strontium content fluorapatites.
Atall diffraction lines are present only one phase —
Ca, (PO,)F, (fig. 1a) and Ca,Sr(PO,) F, (fig. 1b),
respectively. Previously the necessity of heat
treatment of resulting powder at 800 — 1000 °C for
1 hour for fluorapatite solid-phase synthesis by
calcium pyrophosphate Ca,P O, using, as a main
component, was shown. In contrast to fluorapatite,
obtained by reaction in the solid phase, the formation

s - Can(POF,

* — CagSr(PO,)sF,

Intensity

25 30 35 40 45 50
20, grad

Fig. 5. Diffraction peaks of initial powders Ca (PO, F, (a)
and Ca,Sr(PO,),F, (b) obtained by chemical precipitation
method.
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of fluorapatite by chemical precipitation is directly
resulting of the reaction of the initial component
solutions.

The only endothermic peaks with minimum at
100 °C which correspond to remove adsorbed wa-
ter was observed at the DTA curve obtained by
chemical precipitation of powders Ca, (PO,)F,
and Ca,Sr(PO,)F,.

A small endothermic peak at the temperature
range 900 — 1000 °C in fig. 6 is observed and pro-
bably associated with the start of thermal decom-
position reaction for fluoroapatite [5]:

Ca (PO)F, - 3Ca,(PO,), + CaF,. (5)

DTA data are confirmed by XRD data of fluo-
rapatite heat-treated powders obtained by chemical
precipitation from solutions The line of tricalcium
phosphate with low intensity was observed after heat
treatment of the powder of calcium fluoroapatite at

900 °C.
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Fig. 6. TG/DTA analysis of Ca (PO,)F, (a) and
Ca,Sr(PO,) F, (b).

The increasing of the thermal treatment tem-
perature up to 1150 °C does not affect on the phase
composition of calcium fluoroapatite. In contrast to
the diffractogram of strontium containing fluorapatite
which has demonstrated the increasing of the
Ca,(PO,), lines number as compared to
Ca,Sr(PO,)F,, heat-treated at 900 °C. The next

6 2°
temperature increasing up to 1250 °C leads to the

disappearance of the tricalcium phosphate lines in
the diffraction pattern of calcium fluorapatite and the
reducing of intensity and number of lines in the
diffraction pattern of strontium containing fluorapatite
(fig. 7). It is known that chemical durability of phos-
phate materials decreases during process of fluo-
roapatite — hydroxyapatite — tricalcium phosp-
hate transformation [6].

e — Ca;(PO,)sF,
* — Ca Sr(PO,)F,
+ — Cay(PO,),

Intensity, rel. unit
®

A A

20 30 40 50 60 70
20, grad

Fig. 7. Diffraction peaks of Ca, (PO,)F, (a) and
Ca,Sr(PO)),F, (b) T=1250 °C,1=1 hour.

Therefore, the content of TCP in the fluorapatite
matrices materials for next HLW immobilization
should be minimal. The samples were sintered in
the temperature range 1000 — 1250 °C for 6 hours
inair. Fig. 8 shows the relative density fluoroapatite
Ca, (PO,)F, (a)and Ca,Sr(PO,) F, depending on
the sintering temperature.

The density measurement results found that at
the temperature 1250 °C the maximum value of the
relative density (90 —92%) was observed both for
calcium fluoroapatite and fluorapatite containing
strontium.
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Fig. 8. The dependence of relative density of Ca, (PO,) F,
(a) and Ca,Sr(PO,) F, on the sintering temperature.

CONCLUSIONS

1.

2.

3.

4,

The fluoroapatite compositions Ca, (PO,) F,
and Ca Sr(PO,) F, were prepared by both the
reaction in the solid phase and chemical pre-
cipitation methods.
Found that in contrast to solid phase synthesis,
the formation of fluorapatite by chemical pre-
cipitation method is directly resulted on the initial
component solutions reaction.
According to XRD and DTA/TG analysis using
was shown that heat treatment of obtained by
precipitation from solutions fluorapatite at a tem-
perature above 900 °C leads to formation ofa
small amount of TCP.
By sintering in air at temperatures of 1200 —
1250 °C the samples of calcium fluoroapatite
and strontium containing fluoroapatite with low

content of TCP and acceptable relative density
of 90 — 92% both in the case of solid phase
reaction and chemical precipitation were
prepared.

The resulting material based on fluoroapatite
structures may be used as effective matrices for
strontium radionuclide immobilization.
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