Hanocucmemu, Hanomamepianiu, HAHOMEXHON02IT © 2012 IM® (IacTuryT MeTanodhisuKu
Nanosystems, Nanomaterials, Nanotechnologies im. I. B. Kypatomosa HAH Vxkpainm)
2012, 7. 10, Ne 1, cc. 27-38 Hazapykosano B YKpaisi.
DoToKOMiI0OBaHHA JO3BOJIEHO

TiIBKY BiAMOBiZHO IO JimeHsii

PACSnumbers: 61.05.cp, 62.20.Qp, 62.23.Pq, 68.37.Hk, 81.05.Je, 81.20.Ev, 81.20.Ka

MexaHUYeCKHE CBOMCTBA PEaKIIMOHHO-CIIEUEHHON KepaMHUKH
Ha OCHOBe TMOOPHAOB ra(pHUS U TUTAHA

H. ®. Kazo, C. B. YUepnobOyk", II. II. KoryTiox

Kuesckuil HayuonaabHblil yrugepcumem um. Tapaca Illegyernko,

npocn. Axad. I'nywroea, 4/1,

03680, I'CII, Rues, Ykpauna

"Vuebrno-nayunoiii yenmp «Du3uKo-XuUMUUECKOE MAMEPUALOBeICHUE»
Kuesckroeo nayuonansHozo yrHusepcumema um. Tapaca Il esyenrou HAH Yxpaunwl,
ya. Baadumupcras, 64,

01033 Kues, Ykpauha

B paboTe paccMoTpeHbl 0coO6eHHOCTH (OPMUPOBAHUY MOHOJUTHON KepaMUKU Ha
OCHOBE HEKOTOPBIX TOMIOXUMUYECKUX PEAKIINI IIPU BICOKUX TEMIIEPATYPaX IO/
nasyieHueM. IlokazaHo, YTo BEIOOP PEKMMOB UM YCJIOBUU BBLIMOJHEHUA PeaKIni
TIO3BOJISET MOJYYUTh MaTepHaJibl HA OCHOBE OOPUIOB TUTAHA U raHUS C MEJIKO-
IVCIEePCHOM CTPYKTYPOI 1 BLICOKMU MEeXaHUUYECKUMU XapaKTePUCTUKAMU.

Y po6oTi pO3TIIAHYTO 0COOJTUBOCTI (POPMYBaHHSA MOHOJIITHOI KepaMiKu Ha OCHOBi
IesIKUX TOIMMOXEMIiUHUX Peakiliii Ipy BUCOKUX TeMIlepaTypax mif Tuckom. IToka-
3aHO, 1110 BUOip PeKUMiB i yMOB mepebiry peakiriii yMOMKJIMBIIOE OAEPKATA Ma-
Tepisau Ha OCHOBi 60pUAiB TUTAaHy Ta radHiio 3 IPiOGHOINCIEPCHOIO CTPYKTYPOIO
i BUCOKMMU MeXaHiYHUMH XapaKTePUCTUKAMMU.

Features of formation of the monolithic ceramics based on some topochemical
reactions provided by high temperatures under pressure are considered. As
shown, the choice of modes and conditions of the reactions enables to fabricate
the materials based on the titanium and hafnium borides with a fine-dispersed
structure and high mechanical parameters.

Kiarouesnbie ciroBa: KepaMHuKa, TOIIOXNMMHNYECKHe peaKII1u, MeXaHn4deCKue CBOIi-
CTBa.

(ITonyueno 11 masn 2011 2.)

1. BBEAEHHUE

TBepaodasHble peaKIUu — OCHOBA ITOJyYeHUA OOJIBIIIMHCTBA COBPEMEH-
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HBIX KOHCTPYKIIMOHHBLIX MaTepuajioB. IlojiyueHre BBICOKOIIPOUYHBIX U
TYIOILIABKUX KepPaMUUYECKUX MATEPUAJIOB C MCIOJb30BAHMEM TOIIOXU-
MHUYECKHUX PEeaKIINil SBJIAETCA MepcrneKTuBHBIM. Onupasich HA PeaKIiio
XUMUYECKOTI'0 B3aMMOJIENCTBUA MeXXKIy MeTa/IaMU UJIA KapOugaMu Me-
TAJJIOB U KapOomuaoM Oopa, BO BpeMs I'OpPAYEro IIPEeCCOBAHUS IIOJYUAOT
KepaMUuKy Ha OCHOBe TUOOPUI0B U KapOUIOB IePeXOSHbIX METAJJIOB [1—
3]. Tak aBTOPEI [4] cosmanm u uccaemoBaau KoMoosut cucreMbl C—W,B; ¢
BBICOKMMMU IIOKasaTeJaAMMN OpouHocTu — 786 MIla, MUKpPOTBEepIOCTH

= 12 I'Tla u TpemuHEOCTONKOCTE — 8,89 MIIa-M"/2,

2. IEJb 1 METOOHUKA

Ilens paboThl — paccMOTPETh MeXaHUUeCKre CBOMCTBA U OCOOEHHOCTH
IPOTEKAHUSA TOHOXMMHUUYECKUX PeaKIuil Ipu (GOopMUPOBAHUU IIJIOTHOM
MOHOJIUTHOMN KepaMUKH, IOJYUeHHO MEeTOAOM BEICOKOTEMIIEPATYPHOT'O
PEaKIIMOHHOTO CIIeKaHU I IO, TaBJIeHIEM.

Oo6pasmuer cucrem TiB,-C, HfB,—C, HfB,-HfC-C, TiB,—SiC-C u
HfB,—B,C 0bliu n3roTOBJIEHBI B COOTBETCTBUM C YCJIOBHBIMU (popMyJIa-
MU XUMUYECKUX PeaKI[nuii:

2TiC + B,C — 2TiB, + 3C, (1)

2HfC + B,C — 2HfB, + 3C, (2)

4HfC + B,C — 2HfB, + 2HfC + 3C, (3)
2TiC + B,C + ASi — 2TiB, + ASiC + (3—A)C, (4)

roe A=2,5,2,1,5,1u 0,5,
HfC + B,C+6B — HfB, + 2B,C. (5)

JleBasdg yacTh ypaBHEHUS OTpakaeT MOJBLHBIM COCTAB peareHTOB B HC-
XOIHOI IITUXTE 0 BLICOKOTEMIIEPATYPHOTO CUHTE3a, a MpaBas — MOJIb-
HBIN COCTaB KOMIIOHEHTOB B CIIEUEHHOH KepaMHuKe II0CJe MOJIHOTO IPOo-
TeKaHUs peaKIuu. B TeKcTe cTaThbu HOMEP COCTaBa IMOJYUYEeHHBIX 00pas-
IIOB COOTBETCTBYET IIPUBEIeHHO HyMepaIlun peakInuii.

Cpenuuit pasmMep 3epeH IIOCJe Pa3MoJia B IMMOPOIIKAX COCTABJIAJ IJIs
TiC 2—-3 mxMm, HfC — 1-3 mxm, B,C — 4-5 MmKM, Si — 2—3 MKM.

T'opsauee mpeccoBamme BbIMOMHANN Ha ycTaHoBKe Tmuna CIII-120 c
MHIYKIINOHHBIM HArpeBoM B I'paUTOBLIX mpecc-hopMax 6e3 3alUTHOMH
cpenbl, B KauecTBe 00Ma3KHU MCIIOJIL30BaJIU HUTPUI Oopa.

IIpu cHaTMM KPUBBIX ycaIKM BpeMs HarpeBa obpasioB ot 18°C mo
2200°C cocrasasano 40 munyT, gaBaeunue 30 MIla.

IIporiecc peaxkIIMOHHOTO TOPAYEr0 IIPECCOBAHUS M3TOTOBJIEHUSA Te-
CTUPYEMbIX 00PAa3I0B A MEXaHUUECKUX MCIBITAHUNA BLITIOJHAIN IPU
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remneparype T = 2150°C, maBiaenunu P =30 MIla, BpemeHu 130TEepMU-
YeCKOM BRIJAEP:;KKHU IO AaBJeHrueM { = 8 MUH.

I ompeneneHusa CTeIIeHW IPeBpaIlleHns peareHToB BO BpeMs TOIIO-
XUMHUUYECKHUX PEeaKI[Mil OIPeCCOBAHHBIE CMECH HarpeBaId Ha YCTAHOBKE
PE3UCTUBHOIO TUIA B rpad)UTOBBIX (DOPMAaX.

®as30BbIi COCTAB IIOJIYUYEHHBIX MATEPHUAJIOB M3YyUYaad METOIOM PEHTIe-
Ho(dazoBoro anaansa. PeHTreHoan@pakiiioHHbIe JaHHbBIE ObLIN IIOJYUeHEI
Ha aBToMaTuaupoBaHHOM muppaxTomerpe [IPOH-3 (CuK,-usmyuenue,
ChEMKA B JUCKPETHOM PeKHMe, Iar ckanuposauusd — 0,05°, skcmosuiimnsa
— 3 ¢, yrioBoit uHTepBan — 20-140°). uTepuperanuio AaHHBIX OCY-
IITECTBJISLIN C ITIOMOIIILIO IIPOTPaMMEI IO ()a30BOMY aHAJIN3Y, YKOMILIEKTO-
BAHHON 0a30i1 JaHHBIX OU(MPAKINOHHBIX CIEKTPOB STAJOHHBIX COEIUHE-
HU.

CTpyKTypy 1 MOP(OJIOTHUIO IOPOIIKOB, IILIN(OB 1 N3JIOMOB MCCJIEHO-
BaJIu ¢ MOMOIIbI0 oniTuueckoit (MUM-8, Buomam-M) 1 pacTpoBOil 3J1€K-
TporHOI MuKpockomnuu (JUEL Superprobe 733).

IIpounocts mpu usrube (C,,.) OMpPemeJIan METOIOM UeThbIpeXToued-
HOI Harpysku Ha ycraHoBKe YII-8 (miaeuo 1:50); MUKPOTBEPIOCTE IIO
Bukkepcy (Hy) u xosdpduiuenT TpemimHocTokoctu (K,,) mamMepanu
MEeTOAOM MHAeHTUpPoBaHUuA Ha npubope IIMT-3. Harpyska Ha MHIEHTOP
Ipy U3MEPeHur MUKPOTBepmocTH cocraBisaa 2 H, a mpu mamepenuu
TpemuHocTOMKocT — 110 H.

3. HAEOJIOTHUA U OBCYRIEHHUE PE3YJbTATOB

UccrnenoBanusa 6a3npoBaInCh Ha METOMAE M3TOTOBJIEHNA BEICOKOIIPOUHBIX
KepaMHUYeCKHNX MAaTepraJioOB HAa OCHOBe AMOOPHAOB IIE€PEXONHBIX MeTaJl-
JIOB C UCIOJIb30BAHMEM XUMUYECKOI0 B3ANMOAEHCTBUA MEMKIY KapOougom
MeTajIa U Kapoumom 6opa [2—4]. PesyabTaToM TaKOTO B3anMOIeACTBU S
ABJIAeTCA o0pasoBaHue AUOOPUIA MeTajlla U BhIJeJIeHe CBOOOLHOIO yTI-
Jepoza. YCJI0BHOE YpaBHEHNE PeaKI[i IMeeT BU:

2MeC+B,C — 2MeB, +3C + Q (Me=Ti, Hf). (6)

JlaHHaa peaKIuA ABJIAETCA dK30TepMUUecKoi. TermoBoil adeKT pe-
aKIuu @ yBeJIMYMBAETCS C BO3pPACTaHMEM ATOMHOI'O HOMepa MeTaJLia,
npu yuactuu TiC ou cocrasaser 51,45 xJl:x, HfC — 191,2 k.

TemmepaTypa Hauajaa 3aMeTHOTO IPOTEKAHU peakuu (00pasoBaHMTe
6osee 5% wmacc. gubopuma merasia 3a 300 ¢) TakKe yBEeJIUUUBAETCS C
BO3pacTaHMEM aTOMHOT'O HOMepa yuacTByioinero merajunaa, or 1200°C
(mia muxter 2TiC + B,C ) o 1400°C (zna muxter 2HfC + B,C). Ha pu-
cyHKe 1 mpeacTaBieHbl 3aBUCUMOCTH CTEIIEH! IPOXO0MKICHNUS PeaKIUii B
cmecax 2TiC + B,C u 2HfC + B,C ot TemnuepaTypbl, BpeMs U30TepMIUe-
ckoii Beigep:xku 300 ¢, npu gasiaernun 10 MIla.

CreneHb MIPOXOMKAEHUA PEAKIIUU O, OLEHWBAJIU [0 YBEJIUUYCHUIO KO-
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Puc. 1. 3aBucumocTu crenmeHu npoxokaeHud peaknuii B cmecax 2TiC + B,C
(1) u 2H{C + B,C (2) or TemiepaTypsbl.

audectBa MeB, B peaknnonHuoil cmecu no opmyse: o= ;/;, TOe Uy 1 U,
— MaccoBble goau MeB,, paccunTaHHBIE TI0 JAHHBIM KOJNUYECTBEHHOTO
PEHTTeHOBCKOI'0 aHAJIM3a IIPU IIOJTHOM HPOXOKICHUY PEaKIIUU U B IIPO-
Imecce B3aMMOJIEHICTBUSA COOTBETCTBEHHO. B pabore [5] mokasana 3aBu-
CUMOCTHh CKOPOCTH M TOJIHOTHI ITPOTEKAHUS 9TOW pPEeaKIIuu OT MHUKPO-
CTPYKTYPBI peareHTOB. MMUKPOCTPYKTypa MCXOAHBIX IIOPOIITKOB-
peareHTOB B CBOIO OUePeIb OIIPEIEJISIEeTCs CIIOCOO0OM UX IPUTOTOBJIEHUS.

Bo Bpemsa peaKmum mpouCcXOaUT aKTUBHOE BBIJEJIEHUE JETYUUX IPO-
IYKTOB, aJcOPOMPOBAHHBIX HA ITOBEPXHOCTHU MOPOIIKOB, BHECEHHBIX BO
BpeMs oIlepaluy pasMoJjia u nmepemernuBaHusda. O0pasoBaHUe IJIOTHOTO
MaTepuaJjia B 9TOM cjydyae 0e3 IPUIOKEHHOTO BHEIITHErO IaBJIEHUS
oueHb 3aTpyaHeHO. [locraTouno miaorHble (MerHee 10% mopucTocTi) 06-
pasIbl yAaJI0Ch MOJNIYYUTh TOJBKO IIPU TEMIIEPATYpPax IIPecCOBAHUS BHI-
mie 1950°C um mpuio:keHHBIX ngaBjaeHusax Bbimie 20 MIla. Ilpu stux
ycJIOBUAX B o0pasilax B OCHOBHOM 3aKaHUYMBAIOTCA XWUMHUECKUE IIPO-
Iecchl CMHTE3a, W IIPOTEKAINAasa PeKPUCTATINIANUA IIPUBOIUT K 3HA-
YUTEIHHOMY YVILIOTHEHWIO KOMIIO3UTHOTO MaTepuaJa.

HopmupoBanHBIe KpUBBIE ycaaKu 00pa3IloB B 3aBUCUMOCTH OT TeMIIe-
paTyphl PEaKIIMOHHOTO CIIEKaHWs Hpu mocTosHHOM aaBiaeHuu 30 MIla
nasa cocrasos 2TiC + B,C u 2HfC + B,C nmpuBegeuna Ha puc. 2. Hopmupo-
BaHHas ycangka 3 = Al/l, oupenensiiack KaKk OTHOIIIeHUE ycaaxku Al o6pas-
Ia K MAKCUMAaJbHOM BeJIMUNHE YCATKH [, BX0/le SKCIIEPUMEHTA.

Bug KpuBBIX ABISETCS TUIIMYHBIM AJIS BCEX PACCMOTPEHHBIX CMECEI.
3aKOHOMEPHOCTh M3MEHEHMS KPUBBLIX yCAIKH 00pasIloB B Auama3oHe
remuepatyp 1400—-1950°C corsiacyeTcs ¢ JaHHBIMU 00 YBEJINUEHUN CTE-
IIeHU IIpeBpalleHna KapOouaa Merajia B 00puI MeTaJljia BO BpeMs pocTa
TeMIepaTypbl IPU IIPOTEKAHUU PACCMOTPEHHBIX TOIMOXNMHUYECKUX pe-
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Puc. 2. HopmupoBanHad ycazka o0pasIiioB BO BpeMSA PEaKIMOHHOTO CIEKa-
Husa cocraBos 2TiC + B,C u 2HfC + B,C.

akmuii puc. 1.

O06pas1ibl, U3TOTOBJIEHHEBIE B COOTBETCTBUU C peakIiueii (6), comepkar
00JIBIIIOE KOJIUYECTBO cBOOOAHOrO yriaeposa (33,3 at.% ), HaxoadAlerocs
OPEenMYyIIeCTBEeHHO B BHJie rpaduTa, KOTOPHIM IIPU TaKOM KOHIIEHTpa-
UM CYIIEeCTBEHHO YXYIIIAeT MeXaHWYeCKHe XapPaKTEePUCTHUKU IIOJY-
YeHHBIX MaTepuaJjos [6, 7].

WN36niTOK B Mcxommoii muxTe (ypaBHeHUe (6)) ogHOTO M3 peareHTOB
MIPUBOAUT K IMOABJEHHUIO B CIIEUEHHON KepaMUKe JOIMOJHUTEIbHON (Pasnl
(kapbuga Merasyia MaIu Kapbuma 6opa), KoTopas YIPOUHAET MaTepuaJl.
ITa 0COOEHHOCTD PeaKIliy ObLIA IIOJIOMKEHA B OCHOBY IIOJyUYeHUS 00pas-
OB 1o cxeMe (3).

O6pasts cocraBa Ne 1 (2TiB, + 3C) umerorT mukporBepaoctsh 18 I'Tla,
YTO IIOUTH BABOE HUKE COOTBETCTBYIOIIEr0 3HAUSHNUA AJIA JUOOpHUIa TH-
raHa. TpemuHOCTOIKOCTE 06pasmos — H+1 MIla-m'/2.

Oobpastpr coctaBoB Ne 2 u Ne 3 (2HEB, + 3C, 2HfB, + 2HfC + 3C) xa-
paxkTepusyoTca MUKpoTBepaocTbio (—8 I'Tla, u 12—14 I'Tla, a Tpemiuuo-
CTOHKOCTEL 06pasIioB HaxoAuTca Ha ypoBHe = 1 MITa-m? u 2—3 MIIa-m'/?
COOTBETCTBEHHO.

Ornnune B MeXaHMUYECKMX CBOMCTBAX PACCMOTPEHHBIX MATEpPHaJIOB
coctaBoB Ne 1 u Ne 2 00'bsICHSIETCS T€M, UTO IPH HAIINX YCIOBUAX CIIEKa-
HUA B o0pasiie coctaBa Ne 1 IIpoOMCXOIUT MPOIIECC DBTEKTUUECKOTO ILIaB-
neHus (temmeparypa 9BTeKTuKu TiB,—C cocraBmser 2110£50°C [8]).
ILnaBieHure IPUBOAUT K 00Pa30BAHUIO IIJIOTHOM CTPYKTYPhl MATPUYHOTO
tuna (marpuria — TiB,, BKIloUeHrne — yJILTPAMUKPOIUCIIEPCHBIE Ya-
CTHUILBI yIJIepoia, pasMep KOTOPBIX He II03BOJIAET UAeHTUPUIIUPOBATh UX
peHTreHorpauUecCKMMU METOJaMHU), IPH STOM JOCTATOYHO KPYITHLIE
3epHa (5—8 MKM) 9BTeKTUKU pasaesieHbl ToHKuMHU (0,01 MKM) mpocoii-
kamu rpacdura. [[as o6pasmmoB coctaBoB Ne 2 u Ne 3 He mocTHUTaeTCs TeM-
nepatypa sBTekTuku HfB,—C (T',,, = 2340°C [9]), ynioTHeHMe MaTepuaja
He3HAUUTEJbHO, Pa3Mephl 3epeH aubopuaa rapuausa — 1-3 MKM, cBOOO-
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HBIA yIJIepoJ BBIAEISEeTCS B OTHEJbHYI0 KPHUCTALINYecKyro ¢asy (rpa-
¢uT) ¢ pasmepamu 3epeH 6osiee 1 Mmrm. O6pasiisl coctaBa Ne 1 ©MeroT 1mo-
puctocTs 3% , a 06pasnkel cocrasa Ne 2, Ne 3 xapaKTepHU3yIOTCA BHICOKOM
mopucTocTbio 15—20% u= 10% cooTBeTCTBEHHO.

Cucrema TiB,—SiC—C. YupouHeHUs KepaMUK, IIOJyUYaeMbIX Ha OCHOBE
peakiiuu (6), MOKHO JOOUTHLCA ITyTEM BBEJeHUA B UCXOMHEIE IITUXTHI 10-
IMOJIHUTEJIbHBIX PEareHTOB, B3aNMOIENCTBYIOIINX C yrieponoM u obpa-
3YIOIIMUX IIPOYHLIE KAapOMALI IIPH TeMIlepaTypax M3rOTOBJIEHHA 00pas-
moB. B KauecTBe Takoit nodaBku aBTOphI [10] McHosb30BaI KPEMHUHI
IJIsI CO3NAHMUA KOMIIO3UI[MOHHOI'O MaTepraja Ha OCHOBE IMOOPHUIA TH-
raua ¢ BKJIwuenusamu 3-SiC. B aroii paGoTe GbLIO IOKA3aHO, YTO Kepa-
muka cuctembl TiB,—SiC—C, moayueHHas peaKIMOHHBIM CIEKaHHEM
IIOJ OaBJIEHMEM XHMWYECKU HEeCOBMECTHMMBIX KOMIIOHEHTOB, 00Jiamaer
00Jiee BHLICOKMMM MEXaHUUYECKUMH XapaKTePUCTHKAMMU, HeMKeJIu Kepa-
MUKa aHAJOTMYHOI'0 COCTABA, MOJYUYEeHHAA CIIEKAHWEM IO HABJICHUEM
XMMUYECKH COBMECTUMBIX KOMIIOHEHTOB. OIHAKO aHAJIN3 0COOEHHOCTEH
(hopMUpPOBaHNS reTepPOreHHON CTPYKTYPLI KOMIIO3UTOB He caenan. Hu-
JKe MBI IIPUBENEM 9THU Pe3yJIbTATHI.

®a30BbIil cOCTAB U CTPYKTYpPA. I1o 1aHHBIM peHTTeHO()a30BOI0 aHAIN3A
B cocTaB ucxoguoi muxTtel TiC—B,C—Si KpoMe 0CHOBHBIX KOMIOHEHTOB
BXOAUT Tak:ke Kapbuna Bombppama WC B KommuectBe 1-2% Bec., UTO
SABJIAETCA Pe3yJbTaToM HamoJia B MeabHUIax ¢ WC ¢yrepoBKoii. [py-
rUX IpuMeceil peHTreHorpauuecKuMU MeTOIaMU He BeIsiBJIeHO. ITocie
BBIIIOJIHEHUS TOPAUYEro IIPeCcCOBAHUA B MOJYUYEHHBIX MaTepuaiax (QuK-
cupyeTcA ncuesHoBeHre HavaabHBIX as TiC, B,C u Si u o6pasoBanue
HOBBIX — TiB,, B-SiC u C.

JomoaHNTeIbHBIE 9KCIEPUMEHTEI IIOKA3aJIMl, YTO He IPOUCXOIUT XU-
MHUYeCKOe B3aMMOJeMcTBre MeXKIAy KoMIoHeHTaMu B coctaBax TiC + Si
niau B,C + Si npu HarpeBaHMU BILIOTH g0 TemuepaTtypbl 1850°C, masie-
Hum 10 MIla u BpemeHu BbIZep:KKU 5 muu. OgHaxKo, 6aarogapsa HaJIH-
yuio B ucxogubix mopomikax TiC u B,C mpuMecHoro aMop(HOTo yriepo-
Ia, HaOmomaeTca HeKoTopoe obpasoBanme SiC B HeOGOJBIINX KOJWUe-
crBax (upubaumsurenbrHo 2—10% mo macce). IloaydenHble pes3yIbTaTh
CBUIETEJILCTBYET O TOM, UTO IIPW paccMaTpUBaeMoi cxeMme cuHTe3a (4)
KepaMUKHU OCHOBHBIM (haKTOPOM, OIPEIe IAIONINM BeCh IIPoIecc (POpMu-
pOBaHMUS MaTepuajia, ABIAETCS PeaKI[Ud B3anMOIeNCTBUA KapOuma THu-
TaHa ¢ KapoumoMm Oopa, pes3yJbTaTOM KOTOPOU ABJSETCA o0pas3oBaHiie
Iubopuaa TUTaHA U CBOOOLHOTO yriepoga. YacTs 9TOro yriepoaa akTHUB-
HO pearupyeT ¢ KpeMHUEM, a YaCThb OCTAeTCs B CBOOOJHOM COCTOSHUM.

CraenyeT oTMETUTDH, UTO IIPEeccoBaHme 00pas3ioB 0e3 00Ma3KU 13 HUT-
puga 6opa yxxe mpu Temiueparypax 1550—-1650°C 3a 300 ¢ mpuBoguT K
VMHTEHCUBHOMY O0Opa30oBAHUIO IIPOYHON M TBEPAON KOPKU (TOJIMUHON
OK0JI0 MUIInMeTpa), cocrodieiir us TiC, SiC u B,C. O6pasoBanue Kop-
KU 00yCJOBJIEHO B3aUMOeHCTBIEM Si ¢ yriiepogoM rpadpuToBOIi mpecc-
dopmMbl Omaromaps mporeccy AuPPysuu. ITOT (PAKT CTAT IPUUMHOMN
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TABJIHAIIA 1. VcxogHble COCTABBI IITUXTHI ISATA TUIIOB 00pasIioB.

o Ne o6pasia

Cocras, % (macc.) 4.1 4.2 4.3 4.4 4.5
TiC 30 36 39 43 47
B,C 28 33 36 39 44
Si 42 31 25 18 9

oInOOYHOM MHTEePIPeTAN Pe3yIbTATOB MeXaHNUYEeCKUX UCIBITAHUNA B
pabore [11], a TaKKe OIIMOOYHOMY BBIBOAY O IIOJHOM IIPOTEKAHUU pPe-
aknuu npu remieparype 1550°C.

Ilyisi BBIAICHEHUS OCOOEHHOCTEH (POPMUPOBAHUSA MHUKPOCTPYKTYPBI
KepaMUKHU ObLIM BBHIOpPAHBI HECKOJbKO COCTABOB C Pas3JUYHBIM COZED-
JKaHUEeM KPeMHUS.

Hcxomgubie cocTaBbl MIUXTHI (COTJIACHO ypaBHEHUIO (4)) Iad IATH TU-
0B 00pasIoB MpuBeAeHbBI B Tab. 1.

XoI KpUBBIX ycaaKy 00PasIOB 3aBUCUT OT JOJU KPEMHUS B UCXOTHOM
muxTe puc. 3. Uem Oosbiliee comeps;kaHe KPeMHUSA B COCTAaBe ITUXTHI,
TeM Kpyde UJeT KpUBas ycaaku B nuamasore tremmnepatyp 1200-1850°C.
OcobeHHOCTH YILIOTHEHUS 00pasIloB BO BPeMSA BBICOKOTEMIIEPATYPHOTO
IIPecCcOBaHUA MOMKHO OOBACHUTH, MCXOMA U3 CAEAYIOININX IIPeicTaBje-
HUH.

Yriepon, BIZEJIAIOIIUICA BO BPeMs pPeaKIiuy B3auMOAeicTBUA Kap-
ouga 6opa u 6opuga MeTaLIa, JOKAJIU3YeTCsI, B OCHOBHOM, B BUE BKJIIO-
YeHHWU Ha I'paHUIle pasaesa pactymiux sepeH TiB, u ncuesaroniux sepex
TiC (BHyTpU3epeHHEbIN yriaepon). [Ipyras uyacTs yriaepozaa (mexee 30% ar.

HopvupoBaHHaA ycazka
HopMHpoBaHHAA ycajgra

0 T T T T T T T T T v
1200 1300 1400 1500 1600 1700 1800 1800 2000 2100 2200 2300

Temneparypa, °C Temneparypa, °C

a 0

0 T T T T T T T T T T d
1200 1300 1400 1500 1600 1700 1800 1300 2000 2100 2200 2300

Puc. 3. HopmupoBaHHBIe KPUBBIE YCAAKH OT TeMIEPATYPhl IJIA PA3TUUYHBIX
COCTAaBOB 00PABIIOB, IIOJYUEHHBIX C MCIIOJb30BaHUEM peaknuu (4).
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OT OCBOOOAMBIIIETOCS BO BPEMS peaKIliIl) COCPeAOTOUYeHAa B 00JIaCTH 1CUe-
satormux 3eper B,C, mpakTuuecKu B IPOCTPAHCTBE MeK Iy 3epHamu TiB,
(Mmesxsepenublil rpaduTt). C yBeanmueHEeM CTEIIeHU IIpeBpallleHusd peak-
[ OTAeJIbHBIE PACTYIIME YIJIEPOAHbIE BKJIIOUEHN HA IPAHUIle pasieiia
TiB,~—TiC cauBaiorcs, o6pasys IpoOTsaKeHHbIe 30HBI rpaduTra, o KOTO-
PBIM IIPOUCXOAUT PaccjoeHne KPHUCTALIOB Aub0opHAa U Kapouga MmeTasia
¢ oroJieHHmeM I'paUTOBBIX YYACTKOB (uelnyek). PacciioeHue BBI3BIBAIOT
yIOpyrue HANPSKeHUA, BOSHUKAIOINE M3-3a HECOOTBETCTBUS IIapaMeT-
pos perterok TiB, u TiC. Yriepon Bo BpeMs CUHTe3a CYII[eCTBYeT KaK ObI
B IBYX COCTOSTHMSX: aKTUBHBIN (MeK3ePEeHHbBIN IpadUT U OTKPLITEHIE I'Pa-
(buTOBBIE UEITYHIKM), CIIOCOOHBII BCTYIIaTh B PEAKIIUIO ¢ KpeMHUEeM, 1 Jia-
TEeHTHBII (COCpeIoTOUeH BHYTPH 3ePeH), He B3auMOIeiCTBYIOIIUII B JJaH-
HBIII MOMEHT ¢ KpeMHHeM. JIaTeHTHLINA yrJjIepoJ] CTAHOBUTCSA aKTHUBHBIM
[IPU yBEJIWNYEHUM CTEIeH! IPeBPaIlleHns PeaKIinu. XapakTep IPOCTPaH-
CTBEHHOT'O pacIIpelieJIeHus U IIOCJeMYIONIero mepepacipenesieHusa yrie-
polla B MaTepuajie BO BpeMs TOHNOXMMUNUYECKOI peaxkiuu (6) BiImseT Ha
MHTEHCUBHOCTh 00pas3oBaHMs KapOMaa KPeMHUS IIPH IIOJyYEeHHH Kepa-
MUKH 10 cxeMe (4).

Ho remmepatypbl 1600°C, Bo BpeMsa pPeaKIIMOHHOTO CIIEKAHUS IO
IaBieHmeM obpasioB cocTaBa Ne 4.5 (HaumMeHbIIlee cofepsKaHue KpeM-
Husi), cuutesd [-SiC maeT 3a cueT peaKnuu HeGOJBIIIOTO KOJUYECTBA
KpPeMHHIA ¢ HeOOJBIIINM KOJIHNUYECTBOM MeXK3ePeHHOTO0 yrjepoaa 1 oopa-
30BaHMEM DPEHTTreHOaMOPMHBIX BKJIOUeHUM B-SiC. ITH BKIIOUEHUS 3a-
TPYOHAIOT yCaaKy obpasIia.

HanbHeiiIIee cylecTBeHHOe YIIJIOTHEHNE 00pasIia (quama3oH TeMIie-
paryp 1600—-1900°C) mpoumcxXoAuT NyTeM NPOCKAJIb3LIBAHUS 3€pPEH B
KepaMuke OJiarogapsa aHTU(GPUKIIMOHHLIM CBOMCTBAM IPA(@UTOBBIX Ue-
IIyeK, KOTOphIe 00pas3yioTcs mpu pacecaoennun sepen TiB, u TiC.

151 cocTaBOB, B KOTOPBIX OOJIBIIIOE COAePIKaHe KPEMHIA, 3aMeTHAa T
ycagka mo Temmepatyp 1500°C oOycioBieHa ILIacTUYeCcKoi medpopma-
nuell KpeMHUsdA, JaJibHelIee YIIJOTHEHNE IIPOUCXOAUT B IPUCYTCTBUU
sKkugkon ¢aswl (T, kpemuua 1417°C). Majoe KormnuecTBO 00pa3oBaH-
Horo SiC He BJMAET Ha IIPOIlECC YILIOTHeHUA. MHTeHCcuBHAA ycagKa 00-
pasia mpu TeMmuneparype Boiine 1750°C o0bAcCHAETCA B3aIMOeHCTBIEM
KPeMHUS U yriepoia, HaXOASAIIerocs paHee B JIATEHTHBIX BHYTPU3E-
PEHHBIX IPa(UTOBBIX ITPOCJIOMKAX.

Bo Bcex obpasmax mpu Temmepartypax Buinie 1950°C mpoumexomuT
aKTHUBHAA PEKPUCTAJIN3AINA, IIPUBOAAINAA K POCTY 3epeH Oopuma
TUTAHA U KapOuaa KpeMHUA.

CraenyeT OTMETHUTH, UTO I'paduT He ObLJI 3aperiICTPUPOBAH PeHTTeHo(da-
30BBIM aHAJM30M JIMIIIL B TPeX HapTHUAX 00pPasI[0B, COOTBETCTBYIOIIMX
IIIUXTaM C MaKCHMAaAJIbHBIM COJEpXaHHMeM KPEeMHMAd. Hanuume Ha An-
(pakTOorpaMMax 3TUX 00pPA3I0B YETKO BBIPpAsKEHHOTO rajio (puc. 3, a)
IMO3BOJISAET IIPEAIIOJIOMKUTD, UTO B JaHHBIX 00pasiiax CBOOOAHBIN yIIepos
HaXOAUTCA UJIU B aMOP(PHOM COCTOAHUU, UJIU B BUAE YIbTPAMUKPOIUC-
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TABJHUIIA 2. MexaunuecKkue XapakTepucTuku oopasos cucremsl TiB,—SiC—C.

CsoiicTBa N obpasua
4.1 4.2 4.3 4.4 4.5
H,, I'Tla 21,5 14,9 18,8 10,6 6,5
K,., MIla-m'/? 6,6 7,6 8,0 4,9 3,5
0,..,» MIla 191 312 325 240 135

u3r?

mepcHuX BKJIIOUueHuii. B o0pasmax [OByX NOapTuii, COOTBETCTBYIOIIUX
IIUXTaM ¢ MUHUMAJBHBEIM COMep:KaHnueM KpeMHUSA, BMecTe ¢ aMoOpdHOI
COCTABJIAIONIEI yiKe (PUKCUPYIOTCS MUKU, KOTOPbIe OTBEUAIOT I'pauTy
(puc. 3, 6). ITO 00BACHAETCSA TEM, UTO B 9TUX 00pasIiax KOJUUIECTBO yIJie-
polla TOCTATOUYHO AJIsI BBIAEJNEHUS er0o B BUAE OTIeJbHON KpUCTaJInde-
CcKoOH (has3bl rpaduTa.

MexaHuuyeckue cBoiicTBa. MexaHWUYECKHe XapaKTePUCTUKU KOMIIO-
BUTHBIX KepaMUUYeCKuX 00pasIioB IpUBeJeHbl B Taba. 2.

WUccnenyemble mMaTepuaabl cocTaBoB 4.1-4.4 xapaKTepU3UPYIOTCS
MaTpPUYHOUN CTPYKTypoii (MaTtpuiia — TiB,, Bkaouenus — SiC) ¢ BEI-
COKOM CTeIeHbIO AUCIIEPCHOCTH.

Kax mokasaim s3/IeKTPOHHO-MUKPOCKONHUUYECKNE HCCJIeJIOBaHUA 00-
pasia Ne 4.3 (c mauboJjiee BRICOKUM IIOKas3aTejieM IPOYHOCTHY Ha u3ruod),
pasMepsl 3epeH AuOopUIa TUTAHA HAXOomATCa B mpemenax 1-2 mxm. ITo
rpaHuIilaM HEKOTOPLIX M3 HUX pasMeIleHbl TOHKMEe YIJIePOAHBIe IPO-
caoiKu Toarmuuoi < 10 um (puc. 4, a). Kapoun xpeMHUA CTPYKTYPUPY-
eTcsd B BUie HAHOAMCIIEPCHEIX 3epeH pasmepamu 50—100 um (puc. 4, 6).

ObpasoBaHMe TaKOI MEJIKOIUCIEPCHO CTPYKTYPEI 00YCIOBICHO C OJI-
HOIi CTOPOHBI OOJIBIITNM KOJUYECTBOM IIEHTPOB 3apPOKIeHU 3epeH, ¢ Ipy-
TOM CTOPOHEI OCTATOUYHBIN yIJIepo, KOTOPLIN JOKAIN3YyeT A Ha IPaHuIax
3epeH TiB, u SiC, ocimabasaer pekpuCTaALIN3aIMOHHBIE IIPOIIECChHI.

HaGaromaemble BBICOKME JIOKAJIbHBIE MeXaHUUYECKMNE XapaKTepPUCTH-
KM CUHTEe3UPOBAHHOM KepaMHUKM CBSI3aHbI, IIPeKJIe BCEro, ¢ MexXaHu3-
MOM IHCIIEPCHOHHOTO YIPOUHEHUS TUOOPUIHON MATPHUIILI BKIIOUESHM -
mu B-SiC. Biusinue Ha IPOYHOCTH MaTepuajia MPUCYTCTBYIOIIErO B Ke-
paMuKe HeOOJbIIIOr0 KOJHWUYeCTBA CBOOOJTHOTO yrJjiepoaa SABJIAETCS IIO-
JOXKUTeIbHBIM. ET0o MeJIKogucIepcHbIe BKIIOUEHNS B 3ePHAX MATPUIII
TOPMO3AT POCT W pacupocTpaHenue TpeinuH. CBepxToHKue (=10 HM)
MeK3epeHHbIe ITPOCTOMKY IPUBOAAT K 3€PHOTPAHUYHON IJIaCTUUYECKOI
IedopMaIuy 1 MMOBLIIIIEHUIO BA3KOCTY Pa3pyIlIeHus.

dpakTorpaduuecKe MUCCIETOBAHUSA MOBEPXHOCTH XPYIIKOTO paspy-
IIeHusA CBUJETEeIbCTBYIOT O IIpeobJiafarolneil poJu MexaHuaMa HUHTep-
KPHUCTAJJIUTHOTO paspylinenusa (puc. 5, a).

Cucrema B,C—HfB, B ocHOBe TeXHOJIOTUU PeaKIIMOHHOI0O (popMupoBa-
Hus KepamMuku cocraBa B,C—HfB, (mo peakmnuu 5) JeKUT mIpeacTaBJie-
HUe 0 IIpeobagaolneM IPOTeKaHUN CJAeAVIONIell TOMOXUMUUEeCKO pe-
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Auoppan
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Puc. 4. Tunuunsie gudpakrorpaMmsl o6pasmoB cucrembl TiB,—SiC-C (a —
nasa obpasia Ne 4.3, 6 — naa obpasita Ne 4.5).

0

Puc. 5. 3epennas crpykrypa kommosura TiB,—SiC—-C: a — ¢asa TiB,; 6 — dasza
SiC.

aKIMI B MaccuBe o0pasiia:
HfC +6B — HfB, + B,C + 202 g/Ix. (7).

TernoBbIeIeHNE, CONYTCTBYIOIEE STOM PeaKI[uu, IPUBOJUT K Paso-
IrpeBy COCTaBa, HEXKeJIATEeJIbHOMY POCTY 3€PEH 1 3HAUNTEJIbHON IOPUCTO-
cTu oOpasymolrerocsa Mmarepuaia. [1Jia ocaabaeHnsa HeTaTUBHOTO BIUAHU S
9K30TepMHUUecKoro s(ddexTa peakIMy B MCXOJHYIO IIHUXTY moOaBJIeH
MeJKOINCIIEPCHBINA KapOma 6opa, KOTOPBIM He yUYacTBYeT B XMMUUECKON
peaxknuu. OIHAKO OH YBEJINUNBAET TEILJIOEMKOCTh CMECH, YMEHbIIIAET I10-
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F

0999 402 %

Puc. 6. ®pakrorpamma obpasita matepuasa cucrembr B,C—HfB,.

BEPXHOCTh KOHTaKTa Me:xay sepHamu HfC u B, mpocTpaHCTBEHHO orpa-
HUYMBAEeT pasMephl PACTYIIUX 3ePeH, YIPOUHIeT KOHeUHYIO KEPaAMUKY.

IIo pesyJsbTaTaM KOJUUYECTBEHHOrO PeHTreH0(ha30BOro aHaausa B CO-
craB o6pasuos Bxoaut HfB, (66% wmacc.) u B,C (33% macc.), a Takxke
cBobomubrii yriaepon C (memee 1% macc.) B Buze rpadura. CTpyKTypa
MaTepuaJia MaTpuYHOro Tuna (puc. 6).

B xap6umo00pHOil MaTpuIle PABHOMEPHO pacIIpeaesieHbl BKIIOUEHUT
nubopunga radpuusa. Pasmep BKIOuUeHN = 1-5 MKM.

MuxporBepmocts Kommosura — 27 I'lla, TpelmHOCTORKOCTh COCTAB-
nser 6+1 MITa-m'/?, uro B mosrTopa pasa 60JIbIIIe, YeM COOTBETCTBYIOIAA
BenununHa Aasa B,C. IloBuilienre TPEIMHOCTONKOCTH MOKET OBITH 00'b-
SICHEHO C TOUKHU 3peHus o0pas3oBaHmUA PAa3BUTON ITOBEPXHOCTH M3JIOMAa
13-3a BETBJICHUS TPEIIUHBLI HPU €€ PacIpPOoCTPaHEHUU B IUCIEPCHO-
ynpouHnenHoM MatepuaJie. [Ipounocts Ha n3rub 270+25 MIla.
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