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YAK 541.1:552.14

Crtrawyk M. TepmoanHamuia u ee npumeHenne 8 nuTonoruu. M.: Hayka, 1985.

B moHorpagpmu nanomeHel ocHoBbl U3nueckon xumuu B obbeme, HeoGxoaumom AnA
NOHWMEHUA XUMMYECKUX MPOUECCOB, CONPOBOXAAIWNX OTNOXKEHUE XEMOTEHHBLIX TOnWw.
JHaunTeNbHOE MECTO OTBEAEHO PAaILACHEHWUID 3IAKOHOMEPHOCTeA, ONPeAenRIoWMX PaBHO-
‘BECMA B PacTBOPaxX. AHanNM3NpyeTCA COCTORHUE KOMMNOHEHTOB B MOPCKOW BOAE Kak cpeae,
B KOTOPOW (DOPMUPYIOTCA O0CaAOUuHbIE NOPOALl. PaccMoTpeHs! NoaumMmopdHele NpespaLLeHuf
MWHEpanoB W YCnoBwA nx ruapatauun. OcBeweHa pons OPraHM4YecKoro seulecTsa 8 co3aa-
HUKM COOTBETCTBYIOWEA (WU KO-XMMAYECKON 06CTaHOBKN 6accedHa M UNOBLIX OTNOMEHUHA.
N3norkeHne conposoXAaaeTcA NPpUMEpPaMn, Ha KOTOPBIX NOKA3aHo, YTO opmMansHoe npume-
HeHWe TEPMOANHAMWKWU He BCErna NPUBOANT K NPaBNNibHbIM FEOXUMUYECKUM BbIBOAAM.

Knura paccuutana Ha reonoroe, MHTEPeCyOWUXCA BO3MOXKHOCTAMU M OF PaHWUEHN A MU
M 3MYECKON XMMWUA NPV PeLieHun BONPOCOB MMHepanoobpasosaHuA.

" Wn.58, tabn. 34, cnucox nut. 183 naan.

PeueHaenTbi:
T.U. fJo6posonscian, A.1. Manxoc ~



NPEQUCINOBUHE

Mpeanaraeman 4YnTaTen KHUra NO CBOEMY HayYHOMY XapaKTepy pacrionaraetca
Ha CTbiKe TPagUuUMOHHON MeOXUMUKM U XUMUYECKOW TepMoanHamMukn. O6bexTvB-
HaA CBA3b MeXAYy 3TMMWU HanpaBNeHUAMU OuYeBWAHa. eOXMMUA — HayKa, U3y-
4aloWan XMMUYecKue NPOUECCHI B 3eMHOW KODe U aHanM3npyowan ocobeHHoCTH
nepeMelLieHnA XMMUYECKN X INeMeHTOB B npupoae. XuMuyecKan TepmMoauHaMm-
Ka NPOrHo3MpyeT NoBeAeHNE XUMWUYECKUX 3INEMEHTOB W COeAWHEHW’ B 3aBUCH-
MOCTM OT O6CTaHOBKW, B KOTOPYt0 OHM nonagaioT. O61LeKTOM U3yyeHUR reo-
xumMuu ABnAETCA cama [pupoaa. Ee 3aKoHbI cNyxaTt hyHAaMeHTOM ANA XMMH-
yeckoil ‘TepmoanHamukn. PaboTta paccuutaHa, rnasHeIM 06pa3oMm, Ha HaYUHa0-
WMX NUTONOr OB-T @0XUMUKOB M HA TeX, KTO XO4ET NonHee 03HaKOMWUTLCA C BO3-
MOXXHOCTAMWU NPUMEHEHUA XUMUYECKOA TEPMOAUHAMUKK B NUTONOMUN.

OBnapeHne UCKYCCTBOM 4ATaTk NOBECTBOBaAHWE UCTOPUKM 3eMnu No ayTAreH-
HbIM MWHEpanam ConpAXeHO ¢ BoNbLMMKU TPYAHOCTAMKW YMCTO npodeccuoHans-
HOFO xapakTepa. 3T TPYAHOCTU yCyrybnAOTCA TeMm, 4TO BONPOCHI V3K KO-XUMU-
YeCKOW WHTEPNPeTaumMu reoNoruvecKux NPoOULeccoB He MOryT GbITb paspelleHbl
apceHanoM reonoruYyeckux npuwemos, a TpebyloT MeToAoB, pa3paBoTaHHLIX B
xumun. 06 3aTok ocobeHHOCTU MHOraa 3a6uiBatoT. [03TOMY B NUTEpPaTypPe MOXHO
BCTPeT™MTb OWKNBGOYHLIE NPeACTaBNeHWA, KOTOPLIe NbiTaloTcA 06ocHOBaTL, oNupa-
ACb He CTONbKO Ha hyHAAMeHTansHble 3aKO0HbI, CKOMbKO Ha XXWBocTb BooGpaxe-
HuA. B nybnukaumAx no 3Toi TemaTMke 4acTo BCTPE4AOTCA NPOTUBOMNONONKHLIE
MHenuA. Hanpumep:

1. C4nMTaeTCA, 4TO K reonornyecKMMm rnpoueccam Henb3A NPUMEHATbL Tepmo-
AMHAMUYECKUE 3aKOHOMEPHOCTU, NOCKOMbKY 3TW NPOUEcChl NPOUCXOART B OT-
KPLITbIX CUCTEMaX, a TePMOAMHAMUKA NMPUMEHMMA TOMNbKO K WU30NUPOBAHHLIM
cucTeMam.

2. CyuwecTByeT NPOTUBONONOXKHOE MHEHUEe, COrNacHO KOTOPOMY Knaccuyec-
Kan TepMOANHAMWKa NPUMEHMMAa K OTKDbITbIM CUCTEMaM, TaK KakK BBeAeHHoe
Tm66com NoOHATUE XMMWUYECKOro NOTeHuuana No CamMou CBOe CyTu npeanona-
TaeT NPUBHOC UNU BLIHOC KOMMOHEHTA. *

3. HekoTopble reonory nonarawT, 4TO UCAONb30BaTh 3aKOHbL! TEPMOANHAMU-
KW B NUTONOTUW HeT CMbicna, 060CHOBLIBAA 3TO TeM, YTO NpuUMeHeHue Tepmo-
ANHAMUUYECKNX 33KOHOB OrPaHWYMBAEeTCA YCNOBUAMK PaBHOBECWA, a BCE Meono-
FUYECKUEe NPOUecChl HepaBHOBECHbI U UX HeNb3A PaccMaTpuBaTh Kak YNPOLLEH-
Hble moaenn. KpaitHve CTOPOHHMKW 3TOrO0 HaNPaBneHWA HaCcTaMBalT Ha TOM,
yTo Buonoruveckue haKTOpbl CyLLECTBEHHbIM 06Pa3oM yCNOXHAIOT NPUpoAHLIe
ABNEHWA, Aenan Boo6Bule HenpuMeHUMbIM KakKon-NMBo pacyeTHLIW Ny Tb.

4. NpoTMBOMONOXHO 3TCMY, PAA uccneaosatened GopMansHO nNpuUmerAeT
FEPMOAMHAMUKY, CCbINAACHL Ha ANMTENLHOCTL TeoNoruYecknx npoueccos, bnaro-
#3pR YeMy, NO X MHEHWUIO, CACTEMa BCErAa ycrnesaeT NPUATA K MAKCUMaNLHO
BO3MOXKHOMY COCTORHUIO PaBHOBECUA.

; AnA Toro, 4To6bl pazobpaTbCA B8 UCTUHHOCTU ITUX NPEANONOXKEHUH, CNOCOG-
£TBOBaTbL FPAMOTHOMY NPUMEHEHNIO TEPMOANHAMUKK B NUTONOMMKU, AOCTaTOHHO
XOpOIO OCBOWTb CaM npeameT. ITOMY AOMXHA MOMOYL HAacTORWAA paboTa.
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OnucaHne OCHOB TEPMOAUHAMWKW 34eCb HECKONbKO OTNUYHO OT TPaAUUMOH-
HOrO CTUNA. 3TO CBA33HO CO CneunpuKon ee NPUMEHEHWA B reonoruv. Hanpu-
Mep, B reonornyecKoin npaKTUKe UHOrAa HETOYHO MPEACTaBNAKT TePMOAWHA-
MU4ecKoe MOHATUE '‘BeCKOHEYHO MeaneHHbIW npouecc’’, ynyckaa w3 suay To,
YTO 3TO MOHATWE YACTO MaTemaTnyeckoe. HeBepHO yTBep)kaaTh, 4To 06paTUMbIN
npouecc, ABNAACL BECKOHEYHO MeANneHHbIM, MOXKET OCYWECTBUTLCA 3a KaKOW-TO
reonoruyeckuin nepuod. Yto6b1 He 6bINO MCKYLLIEHUA NPUMEHATL ~'AOKa3aTenb-
cTBa’’, OCHOBaHHbIe Ha ANUTENBHOCTU TEeONOTUYECKOTO BPEMEHU, Mbl MOCYMTANMN
HEo6X0AMMbIM BOOBWE CKNIOYUTL 3TOT PAKTOP NPU U3NOIKEHUH.

B kHure aaHbl npumepsbl, MMeOLIMe HENOCPEACTBEHHOE OTHOLWeEHWE K NNTONO-
run. Cpeau npumepos, NOCBALLEHHbLIX aHaNW3y MPUPOAHbIX MPOLECCOB, eCTh
Takune, KOTOPble, NO MHEHWUI0 aBTOPa, NPUBOAAT K NPaBUNbHLIM PEWEHUAM, HO
€CTh M NPOTUBOMNONOXHLIE, Ha KOTOPbIX NOKa3aHo, Kax hopManbHoe NpuMeHe-
HWE TEPMOAMHAMUKWN MOXXET BBECTU B Cepbe3Hbie 3abnyxaeHuAa. Camo usnoxe-
HUE MOCTYNaToB TePMOAMHAMUKW OTAMYHO OT TPaAMUMOHHOIO 'XMMuyeckoro’’
cMnA. MeToa w3noeHwWA BbiGpaH Tak, YTo6bl reonory nerve 6biN0 NOHATL
NpUHUMNBLI NOCTPOEHUA ITON PYHAIMEHTaNbHOW HayKW.

B npegnaraemoit pabote ocBeelleHbl Aanexko He BCe pasfenbli XMMUYECKOW
TEePMOANHAMWKKN, 38 TONbKO Te, KOTOPble HanbBonee 4acTo MoryT 6bITe UCMONL3O-
BaHbi NPU peweHun nUTONOrnvecknx 3anavy. MNpu M3NOXKeHUMU, B HEKOTOPbIX
CNy4YaAx, asTopy NPAXOAWNOCL >KepTBOBaTb 6e3yKOPU3HEHHOW CTPOrocTbio
AOKa3aTensCTB OTAENbHLIX MONOXEHWA, He 3aTparvBaloWUX KapAUHanbHbIX
OCHOB Hayku. TaKoW mMeToAa Henpuemnem ANA paboTbl, NPeAHa3HAYEHHGIH XUMK-
Kam. ABTOp nonaraeT, 4TO ywep6, HaHeCeHHbIW UCKNIOYEHUEM M3 TEKCTa BaXKHbIX
ANA CTPOrOro U3INOMEeHWA OrPaHUYeHUn He TaK BENWK, YYUTbIBAR TOQ, YTO Y reo-
NoroB Uenb He CTONbKO Pa3suBaTh TePMOAMHAMMUKY, CKONbKO ee UCNONL30OBaTh.

TpyaHOCTb CO3AaHUA NOAOGHON KHUIKM CONpAXeHa C TeM, YTO ObBbIYHbLIA ANA
TEPMOAUHAMUKKA MaTEeMaTUYECKUIW annapaT, Aenalowuii ee W3ALWHOW HayKow,
CTOUT HECKOMbKO B CTOPOHE OT MHTEPECOB reojIoroB M MO3TOMYy He MOr ObiThb
ucnonb3osad Npu HanucaHuu paboTbl B AOCTAaTOYHOM cTeneHn. HO oTKa3aTecA
Boo6ule 0T MaTeMaTuecku X npeo6pasoBaHUii NPU M3N0XKEHU NPeaMeTa HeNb3A,
ABTOp CcTpeMUNCA, TaM rae 3170 6LINO BO3MOXHO, 06OATUM MaTeMaTuuyecKue
TPYAHOCTU, NONbL3YACL NOrMYECKUMK MpUeMamMn, a Tam, rae 3to He yAaBanoch,
caenath Tak, 4To6bl C NOMOUWbLID MaTeMaTU4YeCKUX MeToAOB Bbina packpwiTa, a
He 3aByanupoBaHa Ta UNW WHAA MbICNb. B nonbiTke BOCNONHUTL HEAOCTATOK
Heo6x0AMMbBIX MaTemaTuueCKUX onepauui B paboTe WKMPOKO WMCNONL3YHOTCA
rpacdur4ecKne NpeaCTaBNeHUA.

MNMepBaA 4acTb KHAMKM NOCBALLEHA BBEAEHUIO B TEPMOAMHAMUKY U NpeiHasHa-
YeHa ANA NPUHUUNWANLHOrO MOHUMAaHWA OCHOBHLIX ee 3akoHoB. OcobeHHO
Gonblwoe mMecTo yaeneHo O6LACHEHNIO AOBONLHO CNOXHOM (PYHKUWU — 3IHTPO-
nuu. octeneHHoe nNpuBnevyeHne TePMOAVMHAMWKMW ANA PEeHWA NUTONnoruyec-
KWX 33034 HAYMHAETCA CO BTOPOoW 4acTi. O6bACHEHMEe 3neMeHTapHbIX MaTeMaTu-
4eCKMX ONepaunMi BbIHECEHO B nNpunoeHwe. KHUra He NOBTOPAET NepeBeAeHHblie
Ha pycckui A3bik paboTtel P.M. Mappenca u Y.J1. Kpalicta ""Pacteopsl, MuHepa-
nel, pasHoBecuA’’, M., Mup, 1968; M.O. KepHa n M.A. Baitc6poaa ‘‘OcHoBb!
TepMOAVHaAMU KW ANIA MUHepanoros, netporpacgos u reonoros’’, M., Mup, 1966;
6. Byaa n [1. ®peiizepa "OcHoBbi TepMoanHaMuKK ANA reonorosd’’, M., Mwup,
1981. B ornnumne OT yKa3aHHbIX PYKOBOACTB 3AeCh PaCKPbIBAtOTCA He BO3IMOX-
HOCTW, @ YCNOBUWRA NPYMeHEeHUA TePMOAUNHAMKKN. .

ABTOp HapeeTCA, 4TO 4MTaTenb, 0IHAKOMUBLUWCL C KHUTOW, ByaeT opueHTH-
POBaTbCA B8 TOM, ANA KaKUX reonoruyecknx 3anad uenecooGpasHo NPUMEHATHL
TEPMOAMHAMUKY C UEeNbl0 BbIACHEHNA O6BLEKTUBHLIX 33KOHOMEPHOCTed, a B
KaKux CMyvaAx MPuMeHeHWe TepMOANHAMUKMK HUYero HOBOro He Ao06asnT K
VMEIOLLMMCA reoNOrM4eCKUM BO33PEHUAM.
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3AKOH COXPAHEHUA 3HEPT UM

JHepruAa u conyTcTBYIOWME el NOHATUA. CucTema. flvTonor, cToAwWMIA nepea
peweHnem npobnemsl 06pasoBaHUA OCIAOYHOW NOPOALI, BCETAa BbIHYXAeH 06pa-
UaTbCA K ayTMreHHbIM MuHepanam. Takue MuHepansl Besgecywn. Muorue
nonesHbie UCKONaeMble UEMKOM CRaralTCA Mmu. JTO, Hanpumep, Xenesmbie
M MapraHueebie pPyAbl, OTNOXEHUA 3BanopuToBbix BaccedHoB U T.n. B apyrux
CNYYaAX ayTUreHHble MuHepansl pPa3obuleHbl TeppureHHbIMU KOMNOHEHTaMu.
OpHako, Mx NOBCEMECTHOE NPUCYTCTBUE — CBUAETENLCTBO TeX 3Tan0B, KOTOPbIE
npespatMnu ocafok GacceitHa B 0CafoyHylo Nopoay.

Moxanyh, HeT nuTonora, KOTOPbIA, PaccCMaTPUMBaA OCaf0‘HYK MOPOAY, He
3apasan 6bi cebe Bonpoca: YTO NPOMCXOAUNO Ha AHe BacceitHa, rae 3Ta nopoaa
poaunacs? N3 3170ro BONpoca MO>XHO BbIAENUTHL YacTh, OTHOCALLYIOCA K KOMIrle-
TeHUMW GM3n4ecKon xXumun, u chopMynnupoBaTh ee cneAyrowunm o6pasom:
Kakue peaxkuvm npueens K 06pa3oBaHUI0 AAHHOTO KOMMIEKCA ayTUreHHbIX
muHepanoB? TakK Kak KOMOWHauuMKM XuMuYeCKWXx 3nemMeHToB, obpasylowmx
MUHepanbl, AOBOMbHO OrpaHW4eHbl, BONPOC MOXeT 6bITh chopmynupoBaH
VHa4ye: NOYeMy Pa3NM4Hbieé aTOMb! U MONEKYyNbl, B3aUMOAEACTBYA, 06pa3yioT
BCerfa onpeaeneHHbie XMMUYeCKUe coeauHeHuA? N3BecTHO, Hanpumep, YTo Npu
cmeweHun pacteopos coner BaCl, u NaSO,; npousoingeT eAUHCTBEHHO BO3MOXK-
HanA peaKkuunA

BaCl, (p-p) + Na;SO,4 (p-p) = BaSO, (k) + 2NaCl(p-p).

Cynbohat 6apuA BbinageT B OCaAOK, a B8 PacTBOPe OCTaHeTCA NOBapeHHaA COoNb.
®opmantHLIN NOAXOA, He HapPyLWanA 3NeKTPOHeHTPanbHOCTU U COXPaHeHVA Mac-
Cbl, K33anocbk Bbl, NO3BONAET YBENUYNTEL YMCNO BAPUAHTOB peakuwin U 3anucaTtb,
Hanpumep, TaKoe Bbipa>keHue: '

BaCl, (p-p) + Na; S04 (p-p) = BaSO4 (k) + 2Na (k) + Cl, (r).

OpaHako 8pAA Nu Hawnuck Bbl Xenalwme yTBEepPXAaTh, YTO NPU B3aMMOAeNCTBUN
BOAHLIX pacTBOPoB8 cynbdarta HaTPMA U xNopuaa bapuA B KadecTBe NPOAYKTOB
peakuMn NOABUTCA KPUCTANNMUYeCKUh cynbdat BapuA, MeTanNMuyecKuin HaTpuii n
rasoo6pasHsii xnop. 3TOT BapuaHT oT6pacbiBaeTCA MHTYMTUBHO, TaK KaK nNpu
€ro peanu3auvmn JONXHb! 6binn 661 06pa3oBaTbCA BEWECTBA, KOTOPLIE N0 CBOUM
GU3NYECKUM Y XMMUYECKUM NPU3HaKaM He COBMEeCTMMbI C BOAHbIMW pacTBopamu.

Ho He BCceraa WHTYWMUMA NOACKa3lbiBaeT NpPaBWAbHbLIA OTBET. Haw oneiT He
Tak BENWK, 4To6bli npeaBuAeTe HanpasneHwe MoBOro Hanepea HanNMCaHHOTO
npouecca. lnA Toro, 4Tobbl 3HaTb, B KaKOM HanpaBneHWU OCYLUECTBUTCA XMMK-
YeCKaA PeaKkUWMA 1M KakKue NPOAYKTbl MPU 3TOM MNOMY4YaTCA, HAAO pacnonararte
HabopoM onpeaeneHHbIX ¢M3NMYECKUX NPU3HAKOB, ONPeAENAOWUX CBOWCTBA
KaXAOr0 yvacTBYlOWero B peakuvn BewecTsa. JTUMU BONPOCaMW KAK pas u
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3aHMMaeTCA (PM3NYECKAR XMMMUA, YCTaHaBNMBaR CBA3b MEXAY (BU3UUECKUMU W
XUMUYECKMMM NPUIHAKAMKM BEWECTB W TEeYEHUEM XWMWUYECKNUX NPOLeccos.
Paznen du3nueckon XUMUW, U3yvalOWMIii 33KOHBI XUMMWYECKOro paBHOBECUA,
VMEHYETCA XMMMWYECKON TEPMOAUHAMMKOW. JTOT pa3fen nexuT B OCHOBE AaH-
HOW KHUrKM. Ero 3aKoHsl nMeloT HeoueHUMMOeE 3HadeHue ANA reonoros. VIMeHHo
CHW TNO3BONAKOT NO NapareHeTM4YeCKOMYy coOb6LWECTBY MWHepanos onpeaennuThb
thn3anveckme COCTOAHMA W CBOWCTBE MCXOAHBLIX BewecTs. A 3T duanueckue
COCTORHMA, B CBOIO O4Yepeab, AOMKHbI COOTBETCTBOBATL OfpPeAeneHHbIM yCno-
BUAM, KOTOpPble Ha3bIBAOTCA (U3IUKO-XUMUYECKMMUN OCODEHHOCTAMU Cpeabl
ocaaxkoobpasoBaHuA.

Mpexae 4em HauyaTb 3HAKOMWUTBLCA C CaMOW XMMUUECKOW TEePMOAMHaAMUKOW,
HYXXHO MO3HaKOMWUTLCA C ee TepMUHONorvern. Ha 3ToM NyTM yxe C nepBoro
wara Hac noacreperaloT HEOXMAAHHOCTM. Euwe Npu HayanbHOM 3HAKOMCTBE C
M13MKON Mbl YCBOWNW, YTO CNOBO ''TemMnepatypa’’ 0603Ha4yaeT cTeneHb HarpeTo-
ctv tena. Takoe onpeaeneHue, kak oTmetun W.P. Kpuuesckun [16] okassi-
BaeTCA He CTOMNbKO dM3n4ecKUM, CKONbKO dwmavonorudeckum. OH obpatun
BHAMAaHVE Ha TO, 4TO MHOMWEe ABNEHUA U3 TOro Xe pAaa {(Hanpumep, cTeneHb
HaMarHW4eHHOCTU) B OTAMYME OT CTENEHW HarpeTOCTU Mbl YXKe He MOXXEM onpe-
AeNMTb.-Ha owyns. TeM He MeHee B (FOPMyNMPOBKAaX KNacCU4EeCKOW TepPMoAanHa-
MWUKW B Havane W3NOXEHWA MNpeamMeTa NOHATWE TemnepaTypsi yaobHee 3aumcT-
B0BaTb U3 >XM3HEHHOMO ONbITa. Pa3HOCTL TemMnepaTyp PaBHOCWNbLHA Pa3HOCTH
yposHeni. OaHaKo onpepenAAR Pa3sHOCTb TemMnepaTyp KakK PadHOCTb ypOBHeW,
Mb! AOMKHbI YCNOBUTHCA O BbiGOpE HYNEBOro YPOBHA OTcYeTa. ATUM YyPOBHEM
MOXeT. ObITb NPOM3BONLHO B3ATaR BeNUWYMHA, HO OOBA3aTensHO OTpaXkaluwian
Takue YCNOBWUA, KOTOPbLIE fierkKOo BOCNPOU3BOAATCA. B 1877 r. MexxayHapoAHbIvA
KOMMTET MEP W BeCOB MNOCTAaHOBUN ANA YCTAaHOBMNEHWA HOPMAanNbHOW LWIKanb!
aMNMpuYecko (BOCNPOU3BOAMMOIN ONMbLITHBIM NyTeM) TemnepaTtypel u3bparts
B KavecTee TePMOMETPMUYECKOro BellecTBa BOAOPOA; B KauecTBe TepMOMeTPU-
YecKoro napameTpa — AaBNeHUe, B KavecTBe eAMHWUbI W3MePeHUA — rpaayc
LienbcuA. YposeHb OTCHETa, KOTOPbLI NPUHUMaeTcA 3a Haano (0° C), npeacras-
nAeT coboir Takyto CTeneHb HarpetocTU, KOTOPYH UMeeT AUCTUINUPOBaHHaA
B0Ofia, HAXOAALWAACA B CMeCHM CO NbAOM NPy HOPManbHOM AasneHun [22]. B
cneunanbHbiX Kypcax TepMOAMHAMWKKW NOKAa3aHo, YTO 3T0 He eAVHCTBEHHO
BO3MOXHbIN ¥ flaXKe He O4eHb YAODHLIM ypoBeHb OoTCcueTa.

Btopoe noHATVE, KOTOpPOe 06LIYHO NPUBOAMTCA NOCne ofnpeAeneHUA Temne-
paTypbl, UCXOAMUT U3 NPeACTaBNeHWin o Tennote. Mx Bnn3koe coceacTBO Mano
cooTBeTCTBYET AeAcTBUTEeNnbHOCTU. 'Temnepatypa’ v ‘‘Tennota’ OTHOCATCA K
ABNEHWAM pPasHbIX KaTeropui, a NOXHOEe BnevaTNeHWe O MX B3anmo3amMeHAe-
MOCTH CO3[aeT Hawa pa3roBopHan peyb. Ml roBopum “tennan Boaa’’, noapasy-
MeBaA oNnpeaeneHHYw TemMnepaTypy soael. B sbipaxeHun ‘‘tennan noroaa”’
noapasyMeBaeTCA, YTO TemnepaTypa BO3ayXa AOCTaTOMHO Bbicoka. OTmeTum,
yTO TennoTa — 370 opMa Nepenaun 3Heprum, a OPMy nNepefayv He U3IMepAIoT,
a onpepenAlOT. MOXHO W3MepUTb TONBKO KONMYECTBO MNepPeAaHHOW 3HEPruu.
Oka3bigaeTcA, MNOHATWE TENNOTb! HeNb3A PacKpbiTh 6e3 npeasapuTensHoro
06CYXAEHUA TOr0, Y4TO HYXXHO MOHWMAaTL NOA ABNEHWEM, HadbiBAEMbIM CNOBOM
""anepruA’’. N 3aech Hac CHOBa XAyT 3aTpyaHeHvA. [laTb TouHoe onpepeneHue
3TOMy noHATUIO 6e3 npeaBapuTenbHOW NOArOTOBKW HEBO3MOXHO. B cospemen-
HOM NOHUMAHMU OHO OKa3biBaeTCA FOPas’N0 Wupe TOFO 3HAYEHWA, KOTOpOe
npeanoxun Tomac KOur B8 1801 r.: “‘Cnosom "'3Heprur’ cneavet oBoaHauate
npoussefeHne MacChl UNW Beca Tefla Ha KBagpaT 4YMCNa, BbiPaXkalLwero cKopo-
ctb’’ [23, ¢c. 231). Mo3axe O4eHb AONFOE BPEMA C HbIHELWHUM NPEACTaBeHWeM
3HEPruv OTOXAECTBNANOCL NOHATUE ''cunad’’. Ucnonb3yA NOHATWE 3Heprun 8
O06bIYHON »WM3HU, Mbl He 33aAYMbLIBaEMCA O €ro KONWYECTBEHHOM CMbICNE, W
NO3TOMY Y HAc He BO3HWKaeT HEOBXOAMMOCTH B ero TOMHOM U KECTKOM onpege-
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nednn. TakaR HeonpeAeneHHOCTb CNeuvanbHbiX TEPMUHOB — He eAUHWUYHbLIN
cnyy4air. B 06bI4HbIX YCNOBMAX Mbi 4acTo NONb3yeMCA NPERACTaBNEHUAMU, KOTO-
pble He NOAAAIOTCA TOYHOU HOPMYNUPOBKE, U HE UCMbLITLIBAEM NPU 3TOM Hu-
Kaxkoro Heyaobcrea. )

B Hayxe TepMUHBLI HECYT KOHKPETHYK CMbICIOBYIO Harpy3Ky, HO NO Pa3Hbim
npuYMHaM Mx He Beeraa nerxo cdopmynuposatb. Oco6eHHO MHOTO He KOHKpeT-
HbiX NOHATWIA B eCTeCTBeHHbIX Haykax. CyuwecTBywT nu obwenpuiHaHHble w
TOUHble onpeaeneHnA tbaunn, opmauun, rnyBOMHHOro pasnoma, reoCUHKNNHanNK
n 1.n.7 AnA TOYHbIX HAyK, rAe 33 KaXKAbIM ONpeaeneHnem, KakK npasuno, CTonT
44CNO, PacnnbIBYaTOCTb NOHATUA NOMTHM HEAONYCTUMa. W BCe e ecTh B TOUHbIX
HayKax pAA ONpPeAeneHUn, KOTOPble He MOFYT CYMTaTbCA 6e3yKopraHeHHbIMN.
OnpasaaHuem 3aeCb MOXET CNY>XUTb TO, YTO B MaTEMaTU4eCKOM OTHOLLEHWW
OHW BCerpa MoryT 6biTh uucneHHo oueHerbl. MoO3ToMy BCE NPEKPACHO NOHUMAOT
KONWYECTBEHHYIO CTOPOHY onpedeneHnA. ITO OTHOCUTCA K TaKUM MOHATUAM,
Kak BpemMRA, paboTa, aHepruA n Ap. AHepruio MoxHO 6bino Gbl onpeaennTs Kak
cNocoBHOCTHL CMCTeMbI coBepLuaTth paboTy Haa OKPYI>KaOLEen Cpeaon Mnm cnocob-
HOCTb OKpyXalowen cpeabl cosepwaTtb paboTy Haa cuctemon. Ho noka mb! ewe
He CIOPMYNUPOBaNK, YTO HY)XXHO Ha3biBaTe paBoTon u cuctemon. MoXHO Bbipa-
MTecA -Bonee onpeaeneHHo: 3IHEPruA — 3TO Mepa MaTepuanbHOro ABUXXEHWA BO
acex ee npoABneHAX. OaHaKko, Takan GOPMYNUPOBKA ANA HAYMHAIOWErO Mano
NoHATHa. B To ke BpemMA y cneunanncToB He BO3HWKaET HeAOPa3yMeHWin, Koraa
roBOPAT, YTO 3HEPrUA KaKOro-TO Npouecca OoueHWBaeTcA BenuuMHou B 15 [k,
Ha nepebix nopax Bysem cuMTaTh, 4TO Nt06ble MIMEHEHWMA MOTYT COBEpLUaThCA
TONbKO B pPe3ynbTate nepepacnpefAeneHUA 3Heprun. JHepruA BbICTyNaeT He
TONBKO KaK CBUAETENb, HO W KaK KOMUYECTBEHHO oOnpeaenAemMbin daxkTop
nobsix nameHeHwn. UMeHHO 3TOT haKTOpP NPeACTOUT 34eCb HAYYUTLCA BbIYMC-
NATE M C NOMOULbKD ero paclum@poBbiBaTh BO3MOXHbIE NYTU FEOXMMMUYECKNX
npoueccos.

W3meHeHUA MOXXHO NPOU3BOAUTHL Pa3nu4HbIMy cnocobamu. MoxHo aedopmu-
poBaTh, INEKTPU30BaTh, HAMarHWYMBaTh NpeameTb! U T.4. Bce 3TM npouecchbi
OTPaXAT OTAeNbHbIe hopPMbI Nepeaayv 3Hepruv. Bosspawancs cHoBa K onpeae-
NEeHNI0 NOHATWA TennoTbi, MOXXHO NOBTOPUTb, YTO TENNOTAa TaKXXe ABNAETCA
o4HoW 13 dopm nepegaun 3Heprum. Nepenava MoXKeT OCYLLECTBAATLCA OT KOMO-
T0 MAM KOMY-TO (OT uero-1o unu yemy-10) . Mo3ToMy HeoBxoanMO BBECTU ewie
0AHO NoHATUE — "‘cucTema’.

YcnoeumcAa, 4To Teno, unu 2pynna ren, OTHOCUTe/IbHO KOTOPbLIX paccmarpu-
8aIOTCA 80NPOCH! nepepacnpedeneHul 3HepauU u eewecraa, bydyT umMeHo8aTscA
“cucremod”’. Bce, 4TO 80 @PEeMA TaK020 PACCMOTPeHUR HaxoO0uTcA 3a npedenamu
cucremsi, 0603Havum “oxkpyxa@owed cpedod”,

Ha3zosem cuctemy '‘3akpeiToin’’, ecnn oHa He bByaer oOMeHMBaTLCA BeujecT-
BOM C OKpy»Xatouwlen cpeaoi. OaHaKO 3T0 He UCKNI0YaeT BO3MOXHOCTb IHEpPreT!-
veckoro obmenHa.

a3, 3axnioveHHbI B UMNWHAP, NpeAcTaBnAeT coboi 3aKpeITyio cuctemy. 3T1a
CACTEMA OCTaHeTCA 3aKPbITOR, ecNU UMINHAP CHabAUTL NOABUXKHBLIM NOPLUHEM.
Hag 3aKkpbITOM CUCTEMOW MOXHO MPOM3BOAUTL Npeobpa3oBaHWMA, He U3MeHAR
KONWYeCTBO rasa. B vacTHOCTM, TaKyl cCUCTEMY MOXHO NOAOTpeBaTh, U Tem
CaMbIM yBenWYMBATb 3HEPruto rasa, NOCKONbKY Tennova — copma nepenaun
3Heprun, B 3atom cayvae ras nubo OyaeT pacwmMpATLCA, TONKaTbh MOPLUEHDb W
NPON3BOANTL MEXaHW4YeCKUe U3IMEHEHMA B OKPYXXaluwled cpeae (n Tem cambim
nepefaBatb el 3Hepruw), nubo B umnuHape GygeTr yBennMuYMBaTLCA AaBneHwe
rasa Ha cTeHku. Ho A0 Tex Nop, NOKa ra3 He NPOCOYATCA 3a npeaensl UMNUHAPA,
cucTema HyeT ocTaBaThCA 3aKPbITON.

Mpumem B KauecTse cuctembl 3emnto. ConHue v BCA ocTanbHan 4acTb Becenex-
Hon Byfer Toraa npeaAcTaBNATL OKPYXawwyk cpeay. Ecan npeHebpeys Hebonb-
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WoNn yTeyKoW BOAOPOAA U MefiMA U3 BePXHUX CNoeB aTMOoCtepbl U NOCTYNNeHnEM
Ha 3eMnN KOCMUYECKUX 4acTUl, TO BCIO ee MOXHO paccMaTpuBaTh Kak 3aKphbi-
Ty cuctemy. ATa cuctema o6MeHMBaeTCA 3Hepruend C OKPYIKalOWeR CPEaoi.
Kakan-To aonA 3Hepruwm, NocTynamwan u3 oKpyxawwen cpeawt (o1 ConHua),
pacxoAyeTCA Ha BbiNONHeHWe paboTbl, KOTOPYH MNPOM3BOAAT BETPbI, AOWAM,
pexu, BoAaonaAsl; HebonblIaA BefnuMHa ee MAET Ha CO34aHUE OPraHWMY4eCKON
XW3HW, HO OCHOBHAR 4aCTb BO3BpawaeTcA 06paTHO B OKPYXKalOWYIO Cpeay.
3emnA 0O6MeHWBEETCA C OKPYXKaloWen CPefon TONbKO 3Heprven, NPeacTaBnARA,
Taknm 06pa3om, B LENOM 3aKPbITYIO CUCTEMY.

Heo6xoaumo uiberats nyTaHWubl NPU UCNONb3OBAHUU TEPMUHA '‘3GMKHYTaRA
cuctema’. 1.A. Kemn6enom [12] 3atoT TepmuH npumeHretcA anA obBoaHaueHnA
3aKkpbiTon cuctemel; FA.A. BuHbkoBeukum [2] AnA M30NMPOBaHHOW CUCTEMDI.
Xyxe, KOraa B nuTepaTypy, NPeAHasHauYeHHYK CRYXUTb y4ebHUKOM TepMo aAnHa-
MUKW ANA reonoros, Boobuwe BBOAVUTCA HeBepHOe NpeAcTaBneHue O 3aKPbITON
cucteme, Kak 370 mmeeT mecto B KHure M.P. Kepra n M.A. Bahcbpoaa [13,
c. 17]. 3necy HeBePHO K 3aKPLITOW CUCTEMe OTHOCUTCA CUCTEMa C OTCYTCTBUEM
IHEepreTMYecKoro obmena.

OTKpbITaA cucTema, 8 OTAKYME OT 3aKPLITON, 0BMEHUBABTCA C OKPYXKaKoLen
CPesov Kak 3Hepruen, Tak v BewlecTBOM. B 3akpbiTod cucteme, Kak 6bino cka-
3aHO, 06MeH BEWECTBOM C OKpy>alowen cpeaor ucknoved. MoxHo BbiIbpath
cucteMy Tak, uTo6bl OHa He 06MeHuBaNacL C OKPYXaloLWein CPeaon HU BewecT-
BOM, HY 3Hepruei. Takne CUCTEMbI Ha3bIBAOTCA U30NUPOBAHHbLIMU.

B ceA3u c tem, Yto hopMbLI Nepeaavn 3HEPrun MOryT GbiTe Pa3nUuHbLIMK,
uenecoobpa3Ho ewe BBECTU OrpPaHUYEHUA, NPEeAyCMaTPUBAIOWME CNyYau, KOraa
3aKpbITAaA CMCTEM@ M30NIMPOBaHa NO OTHOWEHUIO K KaKol-Hnbyabw oaHon dopme
nepenayu aHeprun. Ecnu cuctema M3onupoBaHa OT OKPYIKaoLlen cpeabl Tenno-
HenpoHuuaemon o60NOYKOW, NnocnefHen AaHO HaspaHue '‘aamnabatuveckon o60-
nouxkn”’. B npoTMBHOM cnyuae 060no4Ka HasbiBaeTcA 'anatepmuyeckoin’’. Cucre-
Ma, 3aKnio4eHHan B aanabatnueckyo 060n0YKY, He MOXKeT 06MeHUBaTLCA 3Hep-
rmen C OKpPYyXKawwen cpeaon nocpeactsom Tennoobmena. 3ato MoxeT 06meHn-
BaTbCA C NOMOLbLIO MEXaHNYeCKOTo B3aMMOAeNCTBUA.

3avyeM BOO6GUWE HEOBXOAMMO CTONbL CTPOroe pasrpaHM4YeHue cUcTembl No
TMNaM B3aMMOAENCTBUA C OKPpYyXKaowen cpeaon? eno s TOM, 4TO Hayka o
HanpaBneHWu peakumin u 06 yCNOBMAX PABHOBECUA — XMMUYECKAA TePMOAUHA-
MWUKa — NPUMEHUMA TONbKO K ONpeAeneHHOMY BUAY CUCTEM.

Knaccuyeckan TepmMoOUHaMUKaE 02P3aHUYUBACTCA PaCCMOTPEHUEM NONONEHUA
PaGHOBECUA, K KOTOPOMY CaMONPOU380SIbHO CTPEMATCA OTOENbHbLIE 833UMO-
C8A3aHHbIE YaCcTu U30/UPOBaHHOU CUCTEeMSbI.

JTH BO3IMOIKHOCTH, YBbi, HaC, UMEIOWMUX AeN0 C NPUMPOAHbIMK 06CTaHOBKaMu,
He ycTpavBaloT. He yCTpaMBaioT OHM M XUMU K3, NPOBEPAIOLIErD KaKyto-HMbyab
peakuuto B cocyae. Cocya ¢ peakurMoHHON CMeCbio, KaK MUHWMYM, npeactas-
nAet co6oi 3aKpbITYIO CUCTEMy, HO HMKAaK He wn3oauposBaHHyl. WU Bce xe,
HECMOTPA Ha NPUMBEAEHHOE XXEeCTKOEe OrpaHuyeHue, TepMoAUHAMUKA NO3BONAET
onucath HanpaeneHue peakuwy B NOGbLIX peanbHbIX ycnoBuAX. Ho yTobbl 3TO
caenatb, HY>XHO 06pa3oBaTh uens NOCNEAOBATENbHLIX CYXAEHWA: BHavane
OTKpbIBaTL CUCTEMY, 3aTeM 3aKpbiBaTb, MOTOM BBOAWTb AOMONHATENbHbIE
ycnoeuA v T.4. Mpu He4eTKOM NOHMMaHWKM TOro, 4to coboil npeacTaBNAOT
W30NMPOBaHHaA, 3aKPbLITAaA M OTKPbLITaR CUCTEMbI, B NPOUEcce OCBOEHUR TepPMO-
AMHaMU KK ByaeT yTepAHa NOTWMYECKan HUTb U BO3HUWKHET HeBepPHOe NOHWMaHue
BO3IMOXHOCTEA 3TOM HayKy, KaK OPYAUA MCCNeAOBaHUA XUMWUYECKWUX peaKuun
NPUPOAHbLIX NPOUECCOB.

SinweHo cmeicna pa3ensarbk AMCKYCCUIO O TOM, K OTKPbITbIM, 3aKPbITbIM UAK
M30NUPOBaHHbLIM CHUCTEMaM OTHOCATCA reonoruveckue obwvexTtel. Tak Kak rpa-
HUUB!I CUCTEMbI Mbl ONPeAenAeM CaMu, BCEra B Hee MOXHO BKNOYMTL BCE TO,



YTO KaK-TO B3aMMOCBA33aHO Mexay coboii U B UenoM co3aaeT U30NUPOBAHHYIO
cnctemy. B Takoi M30NUpPoOBaHHOW cucTeme, NPeAOCTaBNEeHHOW camon cebe,
6yayT NPOXOAMTL NPOULECChl, HanpPaBNeHne KOTOPbLIX ONPeAenAeTCA NOCTynarta-
MW TEPMOAVHAMU K.

Kak 6bino y)ke ckasaHo, C NOMOLWbLI TennoobmMeHa NPOU3BOAATCA U3IMEHEHUA
B CMCTEMe UM OKpyXawwen cpese. ITM n3mMeHeHWA OBYyCNOBNeHbl Nepeaaven
3Heprun. Ho 37O’ He eAMHCTBEHHBLIN NyTb 3HeproobmeHa. Yrke ynoMMHanocoL o
TOM, YTO MEXaHU4eCKue B3anMOAEUCTBUA CUCTEMbI U OKPY)IKAIOLLEH CPeabl TOXe
OoTpaXaloT nepepacnpefeneHue 3Heprun. Takue nepepacnpegeneHnA onpeaenfiot
BbINONHEHWe PaboTul. B yka3aHHbIX cnyYyaAx aHepruA nubo nepexoauT 3a npepe-
Nbl CUCTEMbI U MNPUHWMAETCA OKpYXKalouwen cpeaoin, nnbo nepeaaeTcA M3 OKpY-
>awwen cpeasl U NPUHUMAETCA CUCTEMOR. JTO MNOCNeAHee yTBepXAeHWUEe Ha-

. BOAUT, NPaBAa, HA MbICNb, 4TO 3HEPrUA AOMKHAa NpeAcTaBAATL coboin Kakylo-To
matepuanbHylo cybcraHuuio. B aenctBuTenbHOCTW 370 He Tak. Ecnu noaHATL
KaKoh-nubo npeamMeT HaA ero NPeXHUM ypPOBHEM, TO 3HEPrvA 3TOro npegmerta
Bo3pacTeT. Ho Taxoe yBenuuyeHne 3HEpruM He CBA3AHO HU C 4EM BeULeCTBEHHbIM,
BOWEALLMM B 3TOT npeameT. WMPoKo pacnpocTpaHeHHaR B TePMOAMHAMUKeE
tdpa3a '‘npuobpereHne cuctemMon sHeprun’’ 0TNNYaeTCA OT 06bIYHOrO NOHUMAHWNA
cnoea ‘‘npuobpereHne’’. Cnosom “pafoTa’” oTpakaeTCA TONbKO Nepeaaya aHep-
rmm u Bonbwe Huyero. Mo3tomy TepmMoauHamuueckoe onpegeneHve paboTbi
OTANYAETCA OT OOWEXNTEMCKOro NOHWMAHWA 3TOro cnosa. TeM HEe MeHee Mbl
YBUAUM, YTO B TepMOAUHAMKWKE, KaK U B XXU3HW, PaboTa AenuTCA Ha NonesHyro
‘n Becrnoneamnyio.

Nockonbky NBbIE N3MEHEHUA B CUCTEME, B TOM YUCIE U XUMUUYECKNe peaK-
UMM, PpacueHVWBAIOTCA KaK W3MeHeHMA, NPOUCXOAAWME NOA BNWAHWEM nepe-
pacnpefeneHnA 3Heprun, Heobx0aUMO HalTU MPU3IHAKKU, C NOMOLLLIO KOTOPbIX
MOXXHO 6bI0 Bbl OCYWECTBUTL KONWYECTBEHHOE ONUCanue Takoro nepepacnpe-
AeneHnA.

CocTtoAtune. Y paBHeHUe cOCTOAHUA. Y1066l n3bexwaTtb YCNOXKHEHUA, ANA Hava-
na B KayecTBe CUCTEMbl YAOGHO NPUHATL Kakon-nM6o 0AHOPOAHLIN 06beKT.
AnA onucannA Takoro ob6bLekTa >enaTenbHO WUCNONL30BaTh MUHUMaNbHO BO3-
MOXXHOE KONWY4ECTBO NPU3HAKOB, MOCPEACTBOM KOTOPbIX MOXHO 6bino 6Gbl
BCECTOPOHHE XapaKTepv30BaTh KaK CaMy CACTEMY, TaK U ee 3Hepreruyeckoe
cocToAHWe. MpU3HaKn AO0NKHbLI UMETL KONWYECTBEHHYID Mepy. TONbKO Toraa
MOXXHO roBOpPUTL 06 0OAHO3IHAYHOM CcpaBHeHun 06beKTOB cucTemsl. [ANA BbiABNE-
HUA TaKUX Npu3HakoB uenecoobpasHo obBpaTuTb BHUMaHWe Ha TO, Y4TO Npu
aHanm3ae pas’nuyHbIX (GOPM CYLLECTBOBAHUA MaTepun BbIAENAKOTCA ABA NONAPHbIX
cnyuan. MepBbld M3 HUX XapaKTepudyeT MaKCMManbHO YNOPAAOYEHHYIO KapTu-
HY, KOrAa 4acTuibl, N3 KOTOPbIX COCTOWT BEWECTBO, PacrnonaralTcR ApPYyr
OTHOCUTENLHO ApPYra No onpeAeneHHOMY 3aKOHY, 06pa3yA naeanbHble KpucTan-
nbl. NMonyyeHne kpuctannos, NPUBNNIKAOWM XCA K UAeanbHbIM, MOXHO Peanun3o-
BaTh NPU HUIKUX TeMNepPaTypPaxX U BbICOKUX AaBNEHUAX.

Opyrum npeaenbHeiM COCTOAHWMEM RBNRETCA WAEANbHbIN ra3. BsaumHoe
NPUTAXKEHWE U OTTaNKMBaHWE 4YacTUL B TAKOM rase pasHo nymo. Mexay cobon
4yacTUuUbl He O6HapY>XMBalOT HMKAKOW 3aKOHOMepHOU cBA3U. OHU HAaXOAATCA B
HEeNpPepLIBHOM XaoTU4eCKOM aABwXKeHu. O6bemM, 3aHUMaeMbIid Fa3oM, KOTOPbIN
MOXHO CYUTaTh MAeanbHbIM, B LENOM HaCTONbKO BENUK, YTO MOXHO npeHebpeyb
obvemoM Kkaxaon ovaenbHon Monekynsl. CoctoAHMA, npubauikalowmecR K
waeanbHOMY a3y, OCYULeCTBNAIOTCA NPU HU3KWX NABNEHUAX W BbICOKUX Temne-
patypax. PeanbHble BewecTBa 3aHVMaOT MPOMEXYTOYHbIE MNOMOXEHUA Mexay
3TUMK NpeaenbHBIMU COCTOAHUAMM . UAEanNbHbLIM ra3oM U UAeanbHLIM KpUcTan-
nom. PerynupyA cooTseTcTBylOwMM o6pa3om Temnepatypy w# aasneHue (Ha-
npuMep, OT BbICOKW X A0 HU3KUX TEMMEPaTYP U OT HU3KU X AaBeHUI K BbICOKUM)
TeopeTMYECKN MOXHO NONY4Y1Tb BeCb PAA COOTBETCTBYIOWMU X COCTOAHUIA BELLeCT-
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Ba: nAeanbHbl ra3 — peanbHbid ra3 — vaeanbHaA XWMAKOCTL — PeanbHaA XUA-
KOCTb — peanbHbIW KPUCTann — uaeantuHbi KpUcTann.

Takum o6Gpa3om, TemnepaTypa v AaBneHne BbICTYNAOT KaK BaXKHble KONWue-
CTBEHHLIE NPU3HaKK, ONpeAenAldne COCTOAHUE BewecTsa. [IGCKONbKY Pedb
VMAET O KONVMECTBEHHbIX MPU3HAKaX, TO HEOBXOANMO COOTHECTU UX C KaKVUMWU-TO
YACNOBLIMU eAMHULAMU U3MepeHnA. B TepmoavHamuKke NPUHATO TeMnepatypy
uamepATs NWBo B rpaaycax Lienscua (¢,°C), nubo 8 kenssunax (7, K) nocnea-
HAR WKana ABMNAETCA NPeanoYTUTeNbHOW. [laBneHve MOXHO BbipaXkaTh pa3fnnuy-
HbIM 06pasom: 8 mMuanuMmeTpax pTyTHoro cton6a, atmocdepax, 6apax v 1.n.
Mepexoa Ha HOBYIO cucTemy eanmHuu namepeHun, CU, pernameHTupyeT nimepe-
Hve aasneHuA B nackanAx (Ma). MNackane, 3TO AaBneHue, BbI3bIBaEMOE CHMNON B
oAuMH HbloToH (H), pasHomepHo pacnpefeneHHost Ha nnowagu 1 m2. Paamep-
HOCTb MackanA — M - Kr - ¢ -. Ero COOTHOLWEHWE C APYTMMW EaMHMLAMW n3Me-
peHwa: 760 mm pr.cT. = 1 atm = 1,01324 - 10° Na.

HecmoTpA Ha TO, 4TO gaBneHue peKOMEHAOBAHO M3MEpPATbL B MackanAx
# B KPaTHbIX NaCKaNio eAMHULAX, ANA HU3MYECKON XUMUN 3Ta BEIUYMHAE OKA3a-
nace HeyaayHoin. OBGbACHAETCA 3TO TeM, YTO NEPEXOA Ha NACKANN CUNLHO YCNOX-
HWAT YCNOBWA CTaHAapTWU3auMu pasHeix Bewects {16, 32] .

Met He BMAMM HEOBXOAMMOCTV UATM NPOTUB CYLLECTBYIOLLETO HbIHE ''XNMU-
4YecKOro veueHuA’' paau opmannizaunn Bcex sennunmH B pamkax CU. Moatomy
B AaHHOW paBoTe 3a egHMLY AaBNEHWA NPUHATA aTMocdepa.

C n3meHennem TemnepaTypbl ¥ AaBNEHUA BEWECTBO MPUHWUMAET Pasnu4Hble
COCTOAHWA, KOTOPble Takxke HeobxoanMo 6bino Gbl BLIPa3UTb KOMMYECTBEHHO.
Hanwbonee npocton v uenecoobpa3Hoi OUEHKOW COCTOAHWA BeWecTBa, 3aBWUCA-
Wweln OT TeMnepaTypel W AABNEHWA, MOXET ABUTBCA €ro NNoTHocTb. OcobenHo
nokasaTtenbHa 3Ta BeniYnHa NpU nepexone U3 OAQHOMO arperaTHOro COCTOAHWA
B8 apyroe. B 3atom cnyvae NNOTHOCTb W3MEHAETCA CKavykoob6pa3sHo. Tak kak
NNOTHOCTL NpeAacTasfifaeT Co6oOM Maccy, NPUXOARLWLYIOCA Ha eauHuuy obvema
(m/V), To oueBMAHO, 4TO NPY OAHOM M TOM XKe KONuYecTae BewecTea (T.e, npu
NOCTOAHHOW. Macce) , M3MeHEeHUe NNOTHOCTU OTPA3UTCA Ha 3HaMeHaTene Bbipaxe-
HMA M/V, T.e. Ha o6bemMe. Kak ACHO U3 oNpefenerHnA, KNacCU4eCKan TePMO anHa-
MMUKa MMeeT Aeno C CUCTeMaMn, Macca KOTOPbIX NOCTORHHA. Mo3tomy npu
pacyeTax ygoBHee nonb30BaTLCA He NNOTHOCTLIO, @ 06PaTHOW et BenNUuYMHON:
06bveMOM, OTHECEHHLIM K eauHuue Maccbi. Mepoih obbema cny»mT nUTP, XOTA
npeanoyTuTEnsHee, B cooTBeTcTBUM ¢ CU, NnoNb30BaTLCA KYyBMYECKU MU METPaMu
WNKU KPaTHbIM UM BennuHamu (1 nuTp pasen 1 am’) . Maccy sewectaa NpUHA-
TO BbipaXKaTb KOMUYECTBOM TPaMMOB, PaBHbIX ero MONeKynAapHoi macce (M).
B Takon eavHuue wcno monexkyn NOCTORHHO U PaBHO Yucny Asoraapo 6,023 X
X 10?3, 3710 wonuuecTso monexyn umeet 1 r Boaopona, 18 r soasl, 32 r cepsl,
16 r kucnopoaa u T1.4. EAMHMua Macchl, COOTBETCTBYIOWAA MONEKYNAPHON
macce, HasBaHa monem. Takum obpasom, V/M npeacrasnmet coboi obrvem,
KOTOPbIA 3aHuMaoT 6,023 - 10*? monekyn wnu oavH mMonb N6oro BewecTsa.
JTaBennynHa Ha3biBaeTCA MONbHBLIM 06bEMOM.

W1aK, MeeTCA TP XapaKTepHbiX NPU3HaKa, C NOMOULLIO KOTOPLIX RaeTcA
KON 4ECTBEHHOE NPEACTAaBNeHVE O COCTORHUM NPOCTON CUCTEMBLI: TeMnepaTypa,
AaBNEHME U MONbHbIK 06veM. MepewcneHHbIn Habop NPU3HaKoB, XapaKTepw-
3YHOWNX COCTOAHUE CUCTEMbI, 0Ka3biBaeTCA NOMHBIM M B TO ME BPEMA MUHU-
mantHo HeoBxoanmbiv. Kpome o6bema, TeMnepaTypst U AaBNEHUA ANA KaXA0T0
COCTOAHWA BEWECTBa ONPEAENEHHOro COCTaBa MOXHO O6Hapy»uTh uenvii pAa
APYMMX NPU3HAKOB: KO3MUUWEHT NPENOMNEHUA UAN OTPAKEHNA, BA3KOCTL,
ynpyrocts 1 1.n. Bece Takue 0GLeKTWRHO WM3MEpPMMbIE BENUYAHLI, KOTOPbLIMUA
MOXeT 6biTb OXapaKTepM30BaHO [AaHHOE COCTORHME CUCTEMBbI, HOCAT Ha3BaHue
napameTpos' cocToAHWA. Mbi roBopuM, 4TO cuctema oBnapaer cBoicTBamMM,

' O7 rpeyeckoro ‘'napameTpoH’’ — 0TMEMBAIOWWNA.
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KOTOPbIE ONPeaenAlTCA napameTpaMn B AaHHOM cocToRHuu, Ecnu Hap cucre-
MO/ NPOV3BOANTL KakKue-TO AGMCTBUMA, a 3aTeéM BepHYTh B NepsoHavanbHbie
YCROBWA, T.e. NPUBECTU 8 COCTOAHWE C MPEXXHUMU CBOWCTBAMM, TO NapameTpbl
COCTOAHUA A0NXKHLI NpMobpecTn npexHue 3Ha4eHNA.

HazoBem npoueccom gehcTeve, NPUBOAALWE2 K W3MEHEHWIO COCTOAHWA
cnctembl. MiccnenoBaHvie pasfinyHblX NPoUeccoB B cUcTeMe NPOBOANTCA NOCPeA-
CTBOM CNEeXeHWA 33 W3IMEHEHUWEM TaKUX ee NapameTpoB, KOTopule HanbBonee
YyBCTBUTENbHbI K W3MEHEHUAM U flerKo BOCNPOM3BOARTCA. Taw, B 4acTHOCTH,
B. OQAHOPOAHOW CUMCTEMEe, B KOTOPOU HE NPOUCXOAAT XUMWUECKUE PeaKumu u
ONA KOTOPOW HET HeOBXOAMMOCTU YuuTbiBaTh BNVAHWE TPaBUTaUMOHHLIX, Mar-
HATHBIX U 3NEK TPUYECKU X NOMEN, OCHOBHLIMW NapaMeTpaMu COCTORHUA ABNRAKT-
cA: obvem (V), KOTOpBIN 3aHMMaeT faHHOe BELWEeCTBO, PAaCCMaTpUBaemoe,
Kak cuctema, pasnexve (P), npM KOTOPOM OHO CYWeCTBYeT, u TemnepaTtypa
(T), koTOpOK OHO xapakTepu3yeTcA. Bce Apyrve napameTpsl COCTOAHUR, MOTY-
wve 6biTb M3MEPEHHbIMA B 3TUX YCNOBUAX, OAHO3HAYHO CBA3aHbLI C ITUMM
TPEeMA,

Bbino 6b1 BecbMa paunoHanbHbIM 0GHaPY ¥ Th CBA3b MEXAY 3TUMK NapamMer-
pamu, uTO B AanbHeWWeM ynpocTuno Bbl aHanu3 COCTOAHUA cucTeMbl. Okassi-
BaeTcA, 4TO TakaR cBA3b cyulecteyeT. OaHo3HauHaR dyHKUMOHANLHAA 2aBW-
CUMOCTb MeXAY YKa3aHHLIMU TPEMA napameTpaMu COCTOAHWA Ha3blBaeTCA
TEPMNYECKUM YPaBHEHMEM COCTORHMA. MaTemaTMyeckM CywecTBOBaHMe UCKO-
mMon  chyHKUMOHaNbHOW 3aBUCMMOCTM 06B03HavaeTcA cnegywowmm o6pasom:
(P, V, T) = 0. 310 3HaumT, 4TO TP NepeMeHHble BENUUYMHbI TaK B3aMMOCBA-
3aHbl _Mexay coboit (c noMowbio MOCTOAHHBLIX W NO3TOMY HE BHOCHMLIX B
ckob6kn), 4T0 Gyayum nNoMewleHbl C OAHOW CTOPOHb! 3HaKa paBeHCTBa, COOT-
BETCTBYIOLUME UX KOMBUHAUUU RONXKHBI ATk HYNb.

He Bceraa ypaBHeHWA COCTOAHWA KOHKPETHbIX OAHOPOAHLIX CUCTEM NONyYa-
I0TCA KOMNaKTHbIMW. B pa3Hoe speMA pasHbiMu uccnepoBatenAamu 6bIN0 npea-
NOXeHO CBbiWe CTa TMNOB ypaBHEHWA COCTOAHWA, U3 KOTOPLIX UCNONBL3YIOTCA
cenivyac BeckMa HemHorve [22].

HanBonee npocrToid BUA ypaBHEHWA COCTOAHMA UMelT rassi. Ecnu npeano-
NOXUTb, YTO MONEKYnbi raaa He obnapalT co6CTBEHHBIM 0GbeMOM U Mexay
HUMKU OTCYTCTBYET B3anMOAENCTBME, TO ANA TaKUX Fa3oB, Ha3bIBaEMbIX Maeans-
HbIMKW, CNPaBeaNUB IMNNPUYECKUY 3aKOH, BbIPaXKalolWNA CBA3L:

PV =nRT, (1.1)

rae P — paBneHuwe rasa, V — o6mweM, KOTOPbIA OH 3aHUMAaET, 7 — YWACNO MONE,
R '— yHuBepcanbHaR ra3oBaR NOCTOAHHAR, 7 — TeMNepaTypa B KenbBUHaXx,
NpM KOTOPOW HaXOAUTCA ras. 3TO ypaBHeHWE HOCUT Ha3saHue ypasHeHuA Kna-
nenpoHa—Mengeneena. OHO OTpaXKaeT 3HepreTMYeCKne 0CoBeHHOCTH, KOTOPLIMUA
onpeAenAeTCA AaHHOE COCTOAHME.

YpaBHeHue KnanenpoHa—MeHaeneesa — He NOCTynaT, a cneacTBUME KCnepu-
MEHTOB, NMPOBOAMELWMXCA Haf rasamu B ABYX HanpaBneHuAx. B 1660 r. Boitne
obHapy»mn, uto npu paboTe C NOCTOAHHLBIM KONW4YECTBOM rasa ero ob6vem
nameHAeTcA 06paTHO NponopunoHansHo aasneHuto. B 1801 r. lansToH nposen
YAOBNETBOPUTENLHLIE ONLITL! MO ONpefeneHulo n3meHeHuMA, obbvema rasa or
TemnepaTtypsl. [ei-Jlloccak BLIACHWT KONWYECTBEHHYIO 3aBUCMMOCTL 3TOMO
ABneHnA. Mo3ToMy B pAge CTpaH 3aBUCMMOCTL HOCUT Ha3paHuWe 3akoHa [en-
Moccaka. Ho ewe B 10 BpemA “‘[ei-Throccak ¢ 6naropoaCTBOM, K COXANEHWIO,
peaKo BCTPeYalouMMCA B HayKe, HacTOAN, 4Tobbl 3TOT 3aK0H Ha3bIBANCA B YECTb
WlapnA, KoTopwLIA Nnonyuun Te Xe pe3ynsTatei B 1787 r., HO He onyBnukosan ux'’
[17, c. 51]. B HekoTOPbIX CTPaHax 3TOT 3aKOH Ha3utiBaeTcA 3akoHom lWapnA.

Ha6bnwaenua llapnA MoXHO M306pasnTe rpacdmyeckn B KOOPAMHAETAX TEM-
nepaTypa—o6vem (puc. 1.1). IDxkcTpanonAuuA nuHuidi nNwbBoro pasneHnA Ha
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Hynesou o6bem CBOAUT 3TU NUHUKM B OAHY TOYKY, ABNAIOWLYIOCA Ha4anoMm oTcue-
Ta Temnepatypbl. OTciona Beper cBoe NpoUCXOXAeHWE TeMnepaTypHaA LWKana
KenbBuHa.

WU3ameHeHne 3Heprum cucteMbl, 6e3 KoHKpeTulaunn Gopmbl nepeaawm, obAsza-
TENLHO AONKHO NPUBOANTL K U3MEHEHWUI0 Kakux-nmmBo napameTpoB COCTORAHUA.
Mo3ToMy 3HEpPreTM4YeCcKaR XapaKTepuCcTUKa CACTEMbI MOMET CTaTe Ba)KHOW
0606WeHHON dyHKUNMEA, KOTOPaA MD3BOMAUT OCYWECTBATL ONUCaHWE CHCTEMbI

Vv

Puc. 1.1. 3kcTpanonAuuA Habnioaenuni Wapna

.i/ //f’,

/
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c ob6wunx no3unumnit, OKasbiBaeTCA, 0AHAKO, YTO TaKOe ONUCaHWE CUCTEMbI MOXHO
6bino 6bl caenaTh TONLKO B TOM Cnyyae, @CNU AONYCTUTL, YTO 3HEPIUA — BENUWM-
Ha, KOTOPYH HENb3A YHUUTOXMUTh BeccneaHo, ¥To npu Bcex npeo6pasoBaHnMAX
MeXAy CUCTEMOW U OKPpYXKalowiei cpefod obwan 3HepruA coxpaHAeTcA. Takoe
AonyueHne onpasabisaeT ceba Ha npakTMKe.

3axoH coxpaHeHWA 3Ineprum. B TOuYHLIX Haykax CNeACTBUA W peaynsTaTbi
YBA33aHbl C UCXOAHBIMK NOCbLINKaMKU CTpOrMmMK pacuetamy, OaHaKO camu Ucxoa-
Hble NOCLINKW Ye Henb3A NonywTe Kakum-nubo pacyeTHbIM nyTem. Ucxoa-
Hble 33BUCUMOCTM HEBO3MOXXHO AOKa3aTb. WX MOXHO ToNbKO NPOBEPUTSH.
Takue 3aBUCUMOCTU AO0MKHbI ObiThb COrNacoBaHb! C LUWPOKUM KPYrom npvupoa-
HbIX ABMEHUA. 3aKOH COXPaHEeHUA 3HepPryu KakK pa3 U OTHOCUTCA K hyHAaMeH-
TanbHbIM U NO3TOMY He BbIBOAUTCA PacyeTHbIM NyTeM, a NPUHMMAETCA B KavecT-
Be nocrtynara. CnpaBeAnMBOCTb 3aKOHa COXPaHEHWA 3HEpPruvd U CcneacTsvi,
BbiTeKalOWMX W3 Hero, NpoBepeHa MHOroBeKOBbIMWM HabniogeHmAamu. CyTte
3TOr0 3aKOHa CBOANTCA K TOMY, YTO HWYTO B NPMPOAE He MOXeT NPoUucxoa1Th
camMo no cebe, 6e3 kawkou-nvb6o npuwHbl. HUYTO He npomcxoaut 6es Toro,
4To6bl NPYW 3TOM He TONbKO nepepacnpefenAnach 3HepruA, HO U obuwee Konw-
4eCTBO BO BCEX y4acTBYIOWMX 06BEKTaxX 0CTaBanoch Hen3MeHHbIM.

MuOrMe BbIAAIOWKWECR MBICNUTENW MCNONB30RANU 3TOT 3aKOH B Ka4YectTBe NOCTynaTs npu
OBbACHEHWN TeX MNW UHBIX ABNEHUWA NPUPOAb! eule A0 TOro, Kak OH Gbin NOHAT BO BCEH
NONHOTE N OTYETANBO CHOPMYNUPOBAH.

MPUHUMNOM UCKNIOHYEHHOrO BEYHOro ABMraTenA noNLIoBanchR fleoHapao Aa BuHum.
Tpu sexa Ha3aa, 3aa0Nro A0 TOro, Kaxk gpaHuy3ckan AKaaeMUA HayK nepectana paccmar-
pvBaTe NPOeKThbl BEYHbiXx ABWraTenei, Fanuneit BLICK33aN MbICAL O HEBO3MOXXHOCTU NONY-
4eHWA PaBoTbl NPOCTO Tak, U3 HUYero.

Pewan 3apayy O ueHTpe Kauawum, [oirenc B pabote 1673 r."'MaRTHMKOBbIE uacwbl’’
npuwen K NPaBunNbHbLIM BLIBOABM, NPUMEHNB 3aKOH COXPAHEHWA 3HEPrun, ITO NO3BONKUNO
eMy caenaTte cneayrollee 3axniovenue: "W ecnu 6ol n306peTaTENU HOBLIX MBLLUWH, HaNPacHo
NLITAWMECA NOCTPOUTL BEYHLIW ABMUraTens, NONbL3OBANUCL 3TOW MOEA FMNOTE30M, TO OHK
66l caMM OCO3Hanu CBOK OWNBKY U NOHANKW, YTO TAKOW ABMraTenb HENbL3R NOCTPOUTL MEXa-
HUYECKU MK cpeacTeamu” [5, c. 124] . ’

Y r.B. Nei6Huua (1646—1716) He BO3IHWKAENO COMHEHUA B HEBOIMOMHOCTA CO3AAHUA
peunoro AsvratenA. OH cuuTan, 4T0 ecnu Gbl BevyHOe ABUXEHWE 6biN0 BOIMOXHLIM, TO
aeAcTene okasanock 6kl 6onswe npuunuel [20].

B xawko#-to ctenedn WU. HeloTOH, HO rnasHbiM 06pasom ero nocneaosaTeny OTKA3anuch
OT MHOfMX AeKapTOBbIX NPeACTaBMNEHWA W BBenu B HayKy NOHATMA 06 ocobuix BuAaax
matepum. Tak NORBUNANCH NOHATUMR 3NEKTPUYECKAR U MarHUTHaR >XMAKOCTb, CBETOBOE M
Tennoeoe BewecTBo. B KoHue 18 B. XMMUKK yBAEKNAUCh CUCTEMATHHECKUM B3BELUMBAHUEM
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n dusnkn ybeaunuce, w10 3Ta ocoban rpynna mavepuin Hesecoma. JToW rpynne maTepuia
npuaanu pone ‘‘cunet’’, ONPeAenRIOLWEA CBOWCTBA BecoMOW Martepuu. CoxpaHewne cunbt
(B Hawem NOHUMaHWK, 3HEPruK) YCTaHOBMEHO 6bINO TONBKO ANA MEX3HAYECKUX NepeMeLLe-
HWit, ITOT nepnoa B uanke P, Polenbeprep [23] Hassan nepuoAOM HEBECOMBIX.

B 1775 r. paHuy3ckaRn AxaaeMUA HayK 06BbABMNA O TOM, 4TO OHa He ByaeT NpHUMaTL
NPOEKTLI MALWMWH, A3IOWMX BEYHOE ABWIKEHWE W OCHOBAHHbLIX H3 NPEACTABNEHNAX O COXPaHe-
HUW MEXBHMYECKWX CUN.

Momanyn, nepBbiM, KTO NONLITANCA PACWMPMTL 33KOH COXPAHEHNWA 3HEPruv 3a npeaensl
mexaHuyecKkux Bo3aencTeui, 6ein C. KapHo. B csoen paGote (1824) oW nucan: “MoryT
3nech CNPOCUTL: BCNKU A0KB3aHa HEBO3MOXHOCTbL perpetuum mobile ANA YUCTO MexaHwnuec-
KUX AGACTBUA, TO WMEET N¥ 3TO MeCTO NpY ynotpebnenwu Tenna u 3neKTpuvecTsa; HO
pa3Be MOXHO ANR ABMEHUW TenNNa v 3NeKTPUYECTBA MPUAYMAETb WHYIO NPUYNHY, Kpome
KaKoro-nnbo ABUKEHMA Ten, U pa3me 3TM ABUMIKEHWA HE AOMKHLI NOAYMNHATLCA 3aKOHaM
mexaHn kn? Kpome TOoro, pa3se HEW3BECTHO a posteriori, YTo Bce NONbITKU Kawkumu Gbl To
Hu 6b1N0 cpeacTBAMM OCYLWECTBUTL perpetuum  mobile octanuce GecNnoAHLIMKU, YTO HUKOT-
A2 He YA3CTCA NONyuMTb HAacToAWwM#A perpetuum mobile, T.e. aBMIKeHne, KOTOpOe Npoaon-
MaeTCA BeYHO, 6e3 naMeHeHnA ynotpebnAremeix Ten?”” [10, c. 15].

Caoeil BonHoBon Teopveit DpeHens UCKNIOYaeT CBET W3 Pa3pAAa HEBECOMbLIX MaTEepun.
AMNEpoM 13 3TOR KaTeropun 6bINN MCKNIOYEHbI MarHUTHbIE MUAKOCTW nNOcne OTKPbITUA
anekTpoMarHetnama. [sem u Bepuennycom 6Gbinu BbICKa3aHkl NPEANONOMEHWA O TOM,
4TO XMMHYECKUE M IN@KTPUUYECKUE CUNbl — ABA Pa3HbiX NPORBNEHUA OAHOA N TOW e NPUUK-
Hei. B 1883 r. 3.X, NeHu noka3zan CBA3b MEXAY MeXaHW4eCKUM ABvMeHneM W po3byxae-
HUem Toka B npoaogHuke. B 1840 r. M, ®apageit noka3sbiBaeT BOIMOMHOCTL npeobpaso-
BaHWA OAHOW CUNbl B APYryIO0.

Npuobperan 0cOBEHHOCTV HEYHUUTOIKUMOCTHU, NMOHATHE ‘‘CMNa’’ B KavecTee OCHOBHOIO
CBOWCTB3 BECOMOW Matepwu TepAET CBOU CMLICN, NOCKONbLKY nepecTaeT GbiTh CBOACTBOM.
Moatomy, 4TO6LI OTAEBNUTL WCTUHHBLIE CBOACTBA MATEPUM — CUMbI — OT ABUXKYWUX cwnl,
oKd3anocs uenecoo6pa3Ho nocneaHM NPUCBOUTE Ha3BaHUE '‘3HepruA’’.

K cepeanre 19 a. nccneaosateny BLIRCHUAY MHOroo6pa3ne hOPM NPOARBNEHUA 3HEPrUKn
W Nepaxoa ee M3 OAHOro BMA3 B APYroi. Ho BaxHbIA ANA AaHHOFO PacCMOTPEHWA war —
ONpeaeneHne KONWYECTBEHHOW B3aWMOCBA3NM NPEBPAWEHNA MEXAHWYECKOR U TennosoWn
3neprum — caenaH He Guin. “"Becbma xapakTepHO TO O6CTOATENLCTBO, YTO NPEACTaBneHue
0 BO3IMOMHOCTH YCTPOWCTBA MAawWWHbl, KOTOpaR 6kl co3aasana paboTy M3 Huvero, T.e.
npeacrasnedne O BO3MOXKHOCTA CYLLECTBOBAHMA TaK Ha3biBAEMOrO BEYHOIQ ABWIKEHVA
(perpetuum mobile) nocne uenoro praa 6ecnnoansix NonbITok 6bINO, HAKOHeU, ocTasne-
HO, HO MbiCnb 06 IKBUBANEHTHOCTA TeNnoTbl K PabGoThl eule HEe NPUXOAMAA B FONOBY HU
OAHOMY U3 MbicnuTenen-yyeHsix’ (14].

Mocne Toro, Kak uccnenoBaTenu Ha oNbiTe HEBO3MOMHOCTN NOCTPOEHNA BEYHOrO ABUTa-
TENA He TONbKO y68aMnvcb B TOM, YTO 3HEPruA He NOABAAETCA cama no cebe n He ucuyelaeT,
HO B COOTBETCTBMW C 3TUM Caenanu JonyujeHue O COXPaHeRWU 3Heprun npu nwbbix ee
nepexoasx, NOABUINCL PeanbHbie NPEANOCHINKKU ANA ONPEAGNEHUA 3KBVUBANEHTOB PalNuuHbIX
BUAOB 3HEPrun v YHNOUKaUUK 3TUX IKBUBASNEHTOB NO OTHOLWEHUIO K KaKOA-TO OAHON Mepe.

MuoHepoM B8 3TOM OTHOWeEHUK oka3ancA P. Meiiep. B 1842 r. P. Mediep BoiuMcnun mexa-
HAYECKVA 3KBMBANEHT TENNOTbl, NONL3YACH U3BECTHLIM TOrAa Y)Ke (PaKTOM, YTO ANR Harpe-
BaHKWA cBO6OAHO: PACIWIMPRIOWErocA rasa tpebyeTcA npumepHo B 1,4 pasa Gonswe tenna,
YEM ANA ra3a, 3aKNO4eHHOro B Heaedopmupyemyo obonouxy. OH nonyuun 3HaueHwe
367 «I'm paGoTel, cooTBevcTBYWOWeEe OAHOM Kunokanopuu. Mo3zxe, nNo 6Gonee TO4HbIM
AaHHbIM Penbo, nepecyer nokasan, 4to 1 KKan 3Heprum cooteetcTeyeT 425 kIm paboTel.

Becnea 38 HUM aHrnuickuin puank A.MN. Oxoyne nposen uenyro cepuio HeNOCPEACTaEeH-
HbIX W3IMepeHriA M Hawen, ¥TO 3KBWBaneHTOM 1 Kkan ABNAETCA paboTa, 3aTpaueHHaR Ha
NOAHATHE rPy38 BecOM 460 kI Ha BeicOTy 1 M.

Bcrkope nocne uccneaosawuwin P. Menepa noAeuncA uasecTHoidh Tpya . Mensmronsua
"O coxpaHeHnu cunel’, B KOTOPOM Benuixui GU3IMK NOKas3an, Y70 KO Bcemy pasHoobpasuio
NPOUECCOB NPUNOXAM NPUHUKN IKBUBBNEHTHOCTU IHEPTUN.

Cetiuac TpyaHo nocTuds, kax C. KapHo, P. Me#ep, I'. Fenbmronsu, HaxoanAcs B NNeHy
NpeacTasneHuil BewWecTBeHHON TEeoOpuW TennoTbl, CMOrAKW NP3BMNbLHO NOAOHTN K OUEHKe
3aKOHE COXPaHeHWRA 3Heprun. Beas cornacHo Teopuv Tennopoaa, TennoTta B npouecce
‘BbINONHEHUA paboThl “‘NanaeT’’ OT rOPAYEro K XONOAHOMY Teny aHanoruyHo BOAE, HAXOARA-
WEeHRCA Ha Pa3Hbix ypoBHAX. [ANA TOoro e, 4Tobsl 2HEPrMA COXpaHWnace, TennoTta, npea-
crasnAR coboi GopMy nepesawn IHeprvv, AONXKHA HE TONbLKO NaaaTh, HO M ncye3aTthb, Npes-
pswancs B PaboTy U NONONHAR 3HEPIMI0O OKPYXKAOLEA CPeAbl B KONWYECTBE, IKBUBANEHT-
HOM BLINONHEHHOR pabote. HecMOTPA Ha TO, 4TO 3TW WcCNeaOBaTeNu He paccMaTpueanu
TEnnoTy, Kak (OPMY ABVIKEHUA MaTepuu, OHU NPULINK K NPasuNbHLIM BbiBOoAaM. Kax
HU CTPAHHO, HO NPasuNbHbLIM BbLIBOAAM MCCNeaoBaTenei nomornu ownbouHble npeacTasne-
HAA O TOM, YTO TENNOEMKOCTL BELLeCTBa YBENMYMBAETCA C yBenu4eHnem ero o6vema. Ye e
70 8péMA 6BINNM W3BECTHLI pe3ynbTaTbl ONBITOB, NOKA33bIBAIOWMUE OWUNOBOYHOCTL TaKUX
npeactasneduin. OaHaxko (xkak 3To 4acTo 6blBaeT), TEK KaK PedynbTaTbl TAKUX ONbLITOB
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HE YKNaAblBanuCb B PaMKM CYLLECTBYHOUWX NPEACTEBNenvA, UX CTapanuchL He 3ameuvaTsb,
w60 310 TpeBOBanNO NEPEeCMOTPa MPUBLIYHOA W NPOYHO YKOPEHUBLIBACR B YMAX YYEHbIX
TEOPMWU TENNOPOAA, C NOMOLUBIO KOTOPOH MOXHC 6biN0 OGBACHUTL MHOMME ABNBHWUA.
Ovmerum, uto C. KapHo He yManunBan 0 pe3ynuTaTax B NONb3ly HE3IaBUCUMOCTH Tennoem-
KOCTW rasa ot o0wema, HO NFHOPMPORBAN 3TV peayneTartsl, OCHOBHLIM apryMeHTOM, NO3BO-
NUBWKUM. eMy CTaTb HAa NO3VNLMU .COXPAHEHWUR 2HEPTHMU ¥ NPU ITOM MCKAIONTe HENOCPEACT-
BeHHbLIA nepexoa TennoTbi 8 paboTy, RBUNCA cneaywun: "“U3meHeHue TennoemiocTv
rasa, BbI38aHHOE WIMEHEHUEM 06beMa, 3a8BUCUT EANMHCTBEHHO OT OTHOWEHUA MEXAy Nepeo-
HavanbHbIM ¥ KOHedYHbiM obvemamu’’ [10, c. 33]. C. KapHO YKa3biBaeT Ha UENYI0 CepuIo
onbIToB, AKOGLI NOATBEPXKAAOUX 3ITO NONOMEHWE, HO Aanee NUWET, YTO EANHCTBEHHbIA
ONBIT, KOTOPLIA NPOTUBOPEYMT BCEM OCTanbHeIM, 3T0 onbiT MeR-MNioccaxa n BansTepa, onncax-
HbiA. 8 Annales de physique et de chimie [10, c. 19]. Kak 0ka3anocb 8NOCAEACTBNMN, UMEH-
HO 3TOT ONLIT RBUNICA OCHOBONONarawuWuM B CO3A3HUM HOBOW TEOPUWM TENNOThI, NPULLEA-
WeA Ha CMeHY Teopuwu Ttennopoaa. MocTynar 0 COXPaHEHWM 3IHEPrUU COCTaBMRET OCHOBY
MEePBOro 33KOHa TEPMOANHAMUKN.

Fnasa 2
NEPBbIA 3AKOH TEPMOAWMHAMUKUK

dopmynupoBia nepBoro 3akoWa. W3 Bcex topm nepeaaun 3Heprun ocoboro
BHUM3HUA 3acnyxvsaeT TennoobmeH. DTO CBA3aHO € Tem, 4To Niobble MexaHu-
Yeckue He NOoXoXXWe APYr Ha Apyra AeACTBUA CONPOBOXABIOTCA BblAEfEHWEM
Tenna. Tennota — Hen3BexHbld 3nemMeHT nepeaaus 3neKTpoaHepruu. w6ou
XAMUYECKUIA Npouece CBA3aH ¢ TernioobmeHom, TennoobGmen Besgecyul U MMeH-
HO NMO3TOMY B TEPMOAMHAMUKE 3HEPrUI0, NepefaBaeMyIo CMCTEME UNM M3BNeKae-
MYI0 U3 CUCTEMbI NOCPeACTBOM Tennoo6OMeHa, Bbifenunu B ocobyto KaTeropuio.
KonuyectBO 3Hepruu, nepexofAuled npu TennoobGmeHe, Ha3zsanu ’‘Konunuect-
BOM TennoTbi”’. Bce ocTanbHbie hopMbl Nepegaym 3He prun 06061310 TCA eAHbIM
noHATUEeM paboTta. CucTeMy MOXHO NepeBecTM U3 0AHOTO COCTORHMA B Apyroe,
NPou3BOAA NepepacnpefeneHue 3HEePrun MeXKAy Hew W OKPYXKarouiei CPeaom.
OnepupyA nepepaveit aHepruun, pasgeneHHOM Ha yKasaHHble ABe KaTeropuw,
3anvileM NepBbid 33aKOH TEPMOAVHAMUKK cneayrowmm obpasom (dopmynu-
poBka ToMCOHa) .

Ecnu u3 TepmMuUYeCKUX UCTOYHUKOG NOMYY3ETCA UNU 6 Pesynsrare Tepmuvec-
KUX IPPHEKTO8 YHUYTONAEECTCA O0OHO U TO e KOMUYecTeo Pabors!, TO ucye3aer
Unu 803HUKaeT OOHO U TO Xe KOMUYecTeo Tennotsi. Cumeonuueckn 3to Gyger
BbirnAfeTb Tak: Q = W', 3necy Q — KonnuecTso TennoTel, a W — konuuecTso
paboTsbl. 3anncb, NpUBeAEHHAR B TaKOM BUAe, npeAyCMaTpuBaeT TO, YTO KONK-
4ecTBO paboThl ¥ TENNOTbL! BbIPAXKEHO B OAHMX W TEX Xe eAuHuuax. Toraa He
HYXHO CTaBuTb KO3hPUUNEHT, COOTBETCTBYIOWMA 3IKBUBANEHTY Nepeaadn
OAHOW JOPMBbI 3HEPrUM NO OTHOLWEHWIO K APYron. OTO 3HAYMTENLHO YNpOLWaeT
Bug ypasHennA, CornacHo mexayHapoaHon cncrteme — CU, 3a eanHmuLy namepe-
HUA 3HEPTrUM NPUHAT AXOYNb. NCTOpUYeCKU CNOXWUNOCH TakK, 4TO B TEPMOAUHA-
MUKe 3HeprMR naMepAnace kanopuAmu. Certyac B HeKOTOPLIX paBoTax galTcA
napannenuHble 3HaYeHUR B KanopvuAxX v axoynAx. [InA nepexoda w3 oAHOM
cUCTEMbI B APYryl0 Heobxoammo 3Hate, wTo 1 kan paBHa 4,184 . [xoynb
(Ax) — paboTa, KOTOpYlO coBepluaeT NOCTOAHHaA cufia, paBHaA 1H, Ha Nyt
B 1 Mmnpu ycnosuu, 4TO NyTb COBMAAaeT C HanpasneHweM cvnsi. [loroBopva-
WKCh 06 eAMHULE 3MEPEHUA 3HEPIUUA, MOMXHO CPaBHWBaTh, Kakue Temneparyp-
Hbie M3IMEHEHUA UCNLITBIBAIOT Pa3NUyHble BEWECTBA Opy MNOAYYEHWH OAHOW W
Tot e nopuuu sHeprum. Bosbmem 18 r sogbl npu Temnepatype 20°C. 3ra
macca BOAb! COCTaBnAeT oavH monb. Mpucoeannum K 3Tok BoAe OAWH MOMNb

! BykaseHHble 0603HaueHUA AaHbI 8 COOTBETCTENN C peKOMeHAaUMAMK [24]
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pTyTH, TemnepaTypa koTopoi 15°C. BeneacTaue tennonepeaaw TemMnepartypa
oAbl GyAeT noOHWKaTbCA, a Temnepatypa pPryTu MoBbIWaTecA. JomaeMch,
KOrAa TeMnepatypa BOAbl NOHU3UTCA H3 OAUH rpaayc. Mpyu TaKOM NoHWXKEeHUU
TemMnepaTypbl Boda 0TAaCT, a pryTe npumeTt 75,312 Ik sxveprun. Oka3bieaeTcn,
4TO TemMnepatypa OAHOFO MONA PTYTU NOALIMETCA B pe3ynbTate nl‘MOGDET“HVIH
3TOr0 KONMYECTBa TENNOTLI He Ha OAWH, a Ha 2,69°C n cTaHet pasHown 17,69° C.
OTctoga ectecTBeHeH BbIBOA, YTO OAHO M TO Xe KONUYECTBO 3HEepruu MimeHpAeT
TeMnepaTypy y Pa3HblX BewectB B PasnuyHoW cteneHW.ITo B CBOIO Ou4epedb,
roBOPMT O TOM, Y4TO Y Pa3dHbiX BEWECTB CBA3b MeXAY KONWYECTBOM TEMNOThI
M TeMnepaTtypoit — pa3HaA. [InA KONVW4YECTBEHHOW OUEHKM 3Tow CBA3W bGbino
BBefieHO NOHATUE TENNOEMKOCTU, ONpPEAENAEMOe cneayowmum o6pasom.
TennoemKocTsio Ha3bI8aETCA KOMUYECTBO TENAOTbI, NOJYYEHHOE UnU OTOaH-
Hoe cucTemoil, OenexHHoe Ha nPoU38eO0eHHOe NPU 3TOM U3MEHEHUE TeMNEpPaTyPbi:

50/dT = C. (1.2)

AnAa Toro, 4TobklI NoHATWE TennoemMKocT Nprobpeno peansHbid CMbICH,
Heo6X0AMMO 3a4aTh YCNOBWUA, NPU KOTOPbIX OHa onpegenAeTcA. B nepsyio
o4epeab TENNOEMKOCTh 3aBUCUT OT KONMMYECTBa BewWecTBa, KOTOpPOMy nepeaaet-
CA TENNOTa UNW KOTOpoe nepepaeT TENNOTY. I’lpu NOCTORHHOM BHELWHEM AaBne-
Han 1 r-BoAbl ANA HarpesaHuA Ha 1° oT 20°C AomKeH NONYYMTL KONMYECTBO
tennotbl sBenuuwHo B 4,184 k. Torpa, ANA HarpesaHWA OAHOIO MOSIA BOAbI
Ha 1 Heob6xoammo 3atpamute 75,312 bk TennoTbi, NOCKONbKY oauH monb
coaep*mT 18 r BoAbl. [inA HarpeBaHUA OAHOIO rpamma PTY ™ Ha 1° HeoBxoam-
mo 0,138 [i, a ANA HarpeBaHWA OAHOTO MONA PTyTW Ha 1° — 28,99 [, ecnv
370 NOAOTPeBaHMe OCYLWIECTBNABTCA B Npeaenax Temneparyp, 6nm3kmux k 25°C.
KoHkpeTM3aumMA MaccCbl OKa3biBAETCA HEAOCTAaTOYHON ANA OQHO3HAYHOMO CyXKae-
HUA O TennoeMkocTu. OKasbiBaeTcA, OAHOMY U TOMY KB KOMW4eCTBY BeulecT-
8a noTpebyeTcA pasnu4HOe KONUYECTBO 3HEPTrvM ANA NOBbIWEHWA TEMNEPaTypb!
Ha 1°, YTO 3aBMCMT OT TOFO, NONYYAET AN OHO 3TY IHEPrUIO NPU NOCTOAHHOM
AABNEHUN, UNM NpU NOCTOAHHOM obveme. Ecnu canH Monb razoobpasHoro
KWCNOPOAa  HarpeeBaTb NpPM MNOCTOAHHOM AaBneHUn, TO ANA MOBLILLEHUA €ro
TemMnepatypbl Ha 1° Heo 6xoammo 29,60 k. Ecnui ke 3TOT MONb rasa 3aKnio4MTh
B )XeCTKylo 0bonouky Tak, 4To6bl 061veM ero ocTaBancA BCe BPeMA NOCTORH-
HbIM, TO ANA NOBLIWEHUA TEMNEPaTypPbl NAHOrO MONA Kucnopoaa Ha 1° notpe-
6yetca 21,13 [x. Harpesaa oavH mone kvcnopoaa Tak, 4To6bl AasBneHve rasa
OCTaBanocCb NOCTOAHHLIM, Mbl BbIHYXAEHb! AABaTh BO3MOXHOCTL €My pacLiM-
pATbCA. B pesynbTate YacTe 3Heprun GyAeT u3pacxonoBaHa Ha  COBepLIEHWE
KUCNOPOAOM MEXaHWY4eCKOW pabBoTsbi. Tenepe MOXKHO OUEHWUTL BEMWYAHY 3IHep-
rn, nowealler Ha BbiNonHEHWe paBoTbl NPy pactwmpeHun rasa: 29,60 — 21,13 =
=8,37 .

OueBnAHO, TENNOEMKOCTb 3aBUCAT HE TONLKO OT KONMYECTBa BELLECTBA,
HO W OT YCNOBWHA, B KOTOPbIX OHa OMpeRenAeTcH. anEIEAEM ewe npumepsbt.
Buibepem B KauecTBe cucTeMbi cMech Boabl co nbaoM. Npu 0°C Takan cuctema
6yaeT nornoulaTte UM oTAABaTL TENNOTY, OCTABNAAR HEUM3MEHHOW CBOK Temne-
patypy. B cootBerctamm c onpeaeneHnem (1.2), TeNnoemMKoCTe Npu NOCTORH-
HOW TemnepaType Cp = °°. CucteMa, nokpsiTan aguabatmuecikon o6onNouKod,
soobuie He nornowaer Tennoty. OB03HaYMB TENNOEMKOCTb TaKOW CMCTEMBI
cumeonom Cg, nonywim Cg = 0. Noactpounble 0603HaYeHVA onNpenenAoT
NPOXOAMMBIA cUCTeMOW fyTb, Npu NOASOAE €A TennoTei. Byaem oTnuyate
TeNNOeMKOCTb OAHOrO MoONR BseulectBa cvimeonoM Cy, ecnu oHa onpeaenewxa
npu Hev3MeHAOUWEMCA 06beme cucTemsl,  cumBonoM Cp, ecnn oHa onpeasne-
Ha B YCNOBWAX, KOrAa AaBneHWe B CUCTEME BCE BPEMA OCTAETCA NOCTOAHHLIM,
a 06bem, ecrecTBeHHO, N3MEHRAETCA,

MoxHO wucnone3oBaTh Kakon-nUBO nepeaaTouHbIi MEXaHW3M, KOTOPbIN
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6yneT nasnekaTh W3 OKPYXaWOLWeEN CPeAbl 3HEPrUI0 B oAHOK opme U Nepeaa-
BaTb €€ OKpYy>Katlowein cpeae B Apyron copme. Ecnu npu 3ToM TakoW MexaHu3am
caM He BblpabaTbiBaeT 3HEPrMI0 U OCTAaETCA 3aKPLITOA CMCTEMOWU, TO B cuny
3aKOHa COXPaHEHUA 3HEpPrvv [OMXHO 86INONHATECA ycnosue Q = W . B atom
Cny4ae 3HEpPruA CUCTEeMbl OCTaHEeTCA NOoCTOAHHoW. Oanaxo, Gonee o6wnm cny-
Yaem ABNAETCA TaKOW, KOTAa IHEPruA Npu TpaHcdopmMaunu ee Ui 0 AHON PO PMbI
B APYrylo nubo 4acTUYHO OCTaHeTCA B cucteme, nubo omctema Gyaet pacxono-

Pue. 1.2, TpaHchopmauns TennoThi
8 paboty

BaTb Gonbwe 3Heprum, yeft nonyuaer. ITO AONKHO KAaK-TO OTPA3NTLCA Ha ee
coCcToARHUK, COOTBETCTBEHHO 3TOMY, KakKue-To NapameTpbl COCTORHWA CUCTEMbI
aonxmbl 6yayT namenutecA. Mpounnioctpnpyem 3to cxemon npubopa, n3aobpa-
WeHHoro Ha puc. 1.2, B uMnuHape HaxoAMTCA ras, KOTOPLIA, NONYYaA TENNOTY
Q, 6ypeT pacWMpATLCA, ABMraTh NOPWeHb M noabiMaTb rpy3sl A. Pabora,
BbINONHEHHaA MPy30OM, KaK WU3BECTHO W3 MeXaHWKWU, BbIWACNAETCA No dopmyne
W = FAIl, rape F — cuna, ¢ KOTOpoW rpy3bl npuTArusaloTcA K 3emne, a Al —
NyTe, oNpeAenAeMbiA NO LWKane. JHepruA, nepeaaHHan rasoMm rpyaam A, soipa-
3UTCA B AXOYNAX, ECAU CUNA M3MepeHa B HbIOTOHAX, a NyTh B MeTpax. Moo
NV B 3TOM CRyuae yTBepXaaTb, yTo Q = W ? Jloruka noAcKa3sbiBaeT, uTo Takoe
peweHUe OKaXKeTCA CKOpee MCKNoYeHneM, Yem npasunom. Ml Moxem 3aknu-
HUTL MOPLUEHb U BCE KONIMYECTBO TeNna, NONy4YeHHOe rasoMm, NoOWAeT Ha yBenu-
yeHue AaBNEHWA BHYTPU LUWNUHAPa, a pabota BbinonHeHa He Bypert. [lnA Toro
4TO6bl 3aKOH COXPaHEeHWUA IHEPrUKU He HapyWWUNcA, Heob6xoaM MO NPeanoNo»MTL,
4TO NPV 3aKNUHEHHOM NOPLIHE BCA 3HEPrvA, NONyYaeMaA CUCTEMOW NyTem
Tennonepenaaw, UAET Ha yBenu4eHue 3HepruvM camoi cuctemsi, BnonHe ponyc-
TUM 1M TaKOW CNyYail, NpM KOTOPOM TOMNbKO 43aCTb IHEPrUM, NONYYEHHOWU cUcTe-
MO, PacxoAyeTcA Ha noaHATUe rpysa. O6o6uwan 3TO, MOXHO YTBepPXKAaTb
cneaytowee. Ecnv nepea Havanom npouecca 3HepruA cUCTEMbI ONpPeAenAnacsh
senuunHon U;, a nocne ero 3aBeplweHWA oHa crana pasHou U,, To pa3HocTh
U, — Uy = AU 6ypet oTpaxaTe co6CTBEHHOE W3MEHEHWEe 3HEPruvM CUCTeMbI,
310 cob6cTBEHHOE M3IMEHEHWE WMEHYETCA W3MEHEeHWEM. BHYTPEHHEN 3Hepruu,
33aKOHOM COXPaHeHUA 3HEpruM NPeANUCHLIBAETCA, YTO W3MEHEeHWe BHYTpeHHeN
3Heprun A0NXKHO ONPeAeNATLCA TONbKO Pa3HOCTLIO Mexay Q u W.

Tenepr HeOGXO0AMMO AOrOBOPUTBLCA O XxapakTepe 3Hakos. lNonyueHne aHep-
rmmu cuctemoi 8 hopme Tenna o6o3HavaeTcA 3HaKoM '+, a Nony4YeHUe cucTe Mon
3HepruM ApyrMM nytem — —", YwTbiBaA 3TW NpaBuna ANA CNyvan, Koraa
cICTeMa He BCIO NMPUHATYI0 TeNNoTy TPaTUT Ha BbiNONHeHWe paboTbl, MOXHO
3anucars

Q=AU+ W, (1.3)

BHyTpeHHAR 3HepruA (U) Bceraa nonoxwrensHa. MNo3atomy, ecnu npu TpaHc-
thopmauumn oaHon hopPMbl IHEPrMM B APYTYIO YacTb 3HEPIrMM OCTanach B cucTeme,
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To AU OKaXeTCA MONOXMTENLHON; €CU e e NPULINOCKL NOTPaTUTL U 4acTe
cBoel co6CTBEHHOW 3Heprum, To AU ByaeT umets aHak "—"

YpaBHenne (1.3) npeactasnAet HaubBonee ynorpeﬁmenbnylo 3anucb Nepeoro
3aKoHa TepmoaMHamMukK. TakaR 3anuch BbiPa)KaeT Cneayiollee: 3HEPrUA, Nony-
YeHHaA CMCTEMONW NpY Tennonepeaade, MoxXeT BbiTh M3pacxoa0BaHa Ha npupadie-
HWe ee BHYTPEHHEe 3Heprvy U Ha BbinonHeHue paboTel. EcTecTBeHHO, 4TO 06BAC
HeHue ypaBHeHWA (1.3) Henb3A OTOXAECTBNATL C AOKA3aTeNnLCTBOM. B gaHHOM
cnyYae MaTemMaTMyeCKaA 3anncb — 3TO 3aNACb NOCTyNata, COFNAcHO KOTOPOMY
3HEPruA He MOXET McyeaHyTb BeccneaHo. MpMHAB 3TOT NocTynaT, HeoBXoAUMO
caenaTth cneayrollee 3aKNIOYEHUE: eCNK CUCTEMY NPOBECTH Yepe3 PAR COCTORHUA,
a 3aTeM BO3BpPaTWTb B TaKoe, NP KOTOPOM MNapameTpbl COCTOAHWA npvobpe-
TYT NepBOHauYanbHble 3HAYeHWA, TO NepBOHaYanbHOoe 3HaueHue npuobpeteT n
‘BHYTPeHHAA 3HepruA. Ecnu Gbl 310 6bino He Tak, TO NPOBOAA CUCTEMy uepes
PAA COCTOARHUA W BO3BPAWIAACL B NepBOHaYanbHbie YCNOBWUA, MOXHO 6bino Gbl
nmbo nuwate cucteMy BHYTpeHHeW 3Hepruu, nubo BecnpeaensHo ee yBenuw-
BaTh, He NPOU3BOARA U3IMeHEHWUA B OKpyXXalowen cpege, MockonbKy 3T0 NPoTH-
BOPe4AT 3aKOHY COXPaAHEHWA 3HEPruu, TO He OCTaeTCA APYroro BbiX0Aa Kak
NpU3HaTh, YTO BHYTPEHHAA 3HEPrUA CUCTeMbi OAHO3HAYHO OTpaXKaeT ee NapameT-
Pbl COCTOAHUA U U3MEHAETCA BMECTe C WU3MEHEHMEM 3TUX NapameTpoB. B 3Ttom
Cryyae TOBOPAT, YTO BHYTPEHHAA 3HEPruA npeacTaBnAeT cobok GyHKuUU
napamMeTpoB COCTORHWUA. B AanbHedlleM BenuuMHy, KOTOPYIO HENb3A Henocpea-
CTBEHHO M3MEpPUTb, HO MOXHO (PYHKUMOHaNbLHO CBA3aTb C NapamMeTpamy COCTOR-
HUR cucTembl, Mbl ByAeM WMmeHOBaTb ANA KPaTKOCTM yHKyued COCTOAHUA.
BHyTpeHHAA 3HepruA — PyHKUUA COCTOAHWUA CMCTEMDI.

Ecnu- cuctema npoxoavT pa3nuuyHbie COCTOAHWA, a 3aTeM BO3BPAaLL3eTCA K
nepeoHavanbHbiM  YCNOBUAM, TO, eCTeCTBEHHO, ee NapaMeTpbl COCTOAHUA WU
byHKUUM COCTOAHUA npuobpeTaldT npexHne 3HaveHnA, B cBA3N ¢ TeMm, yTo
NpY BO3BPALLEHUA CUCTEMbI B NpeXXHee NonoeHne, @yHKUMA COCTOAHWA MPUHN-
MaeT npexHee 3HaYeHUe, TO NO OKOHYaHWW Takoro npouecca AU = 0. Orciona
ewe OAHa MaTeMaTU4eCKaA 3anucb nepsoro 3akoHa § (Q — W) = 0. Wuterpan
No 3aMKHYTOMY KOHTYDY OT NONY4YeHHOW (OTAaHHON) TennoTbl U BbINONHEHHOR
cuctemoi (wnu Hap cucTtemoi) paBoTbl paBeH Hyno. 3TO XKe BbipaXkeHUe MOXKHO
3anucarth TaK:

$dU=0. (1.4)

PaBeHCTBO Hyni WHTErpana No 3aMKHYTOMY KOHTypy NO3BOSIAET NPUNKCaTh
NOALIHTErPanbHOW BENWYMHE OYeHb BaXKHOE CBOMCTBO: W3IMEHEHWE ee OT TOUYKMK
a po TOYKW Db He 33aBUCWT OT NYTW, NO KOTOPOMY NPOBOAAT npouecc. Matema-
TUYECKaR UNAIOCTPAUMA 3TOMO AaHA B NPUAOIKEHVN,

Oco6o noguepkHem, YTO B OCHOBE NEPBOrO 3aKOHA TEPMCANHAMUKM NEXMT
nocTynaTt TONbKO O COXPAHEHUW 3HEPrUn U NO3ToMy ypasHeHuAMu (1.3) u (1.4)
noabusaeTcA nNUWb 3HepreTMyeckuii GanaHG, KOTOPbIA BCErAa AONKEH UMeTb
MecTo npy o6meHe 3aHepruen ABYX UnNW Heckonbknx o6vekTo8. /lepesiti 3axoH
TEPMOOUHAMUKU 80BCE HE O3ET OTBETA, 8 KaKOM HanpagreHut IHep2uAf O0IHHE
nepedasarsCcA U ¢ KaKou CKOPOCThI0. JTOT CYUWECTBEHHbIA MOMEHT NPEACTaBA-
€T onpeaeneHHsie TPYAHOCTU ANA NOHMMAaHWA, NOCKONbKY Mbl NPUBLIKAK,
YTO NEpPeXOA 3HEeprvn Bcerga uaeT B CTOPOHY Gonee HW3KOro YpPOBHA: KaMeHb
nagaeT cBepxy BHU3, TennoTa nepeaaeTcA oT Gonee Harpetoro Tena 6onee xonoa-
HOMY, MOPWEeHb ABWraeTcA B HaNpPasileHUW MeHbwero AasneHnA U T.n. Ho
MMEHHO 3TO He ABNAETCA HWU CNEACTBMEM, HU HeoBX0AMMbIM ycnoBuem nepeoro
3aKoHa TepMOaMHamMuKw, [To3Tomy, 8 nNpuHyune, He HapywanA 3TOT 3aKOH, HO
He 3HaA HUKaKWX APYFNX, MOXHO PacCMaTpUBaTh TaKUE NPoOYecch!, 8 KOTOPLIX
UMEIOTCA NpoTueopeYawue 30pagomMy CMbIC/TY, HO HE NPOTUBOPeYaUE NePeomy
33KOHY TepMOOUHaMU KU ClTyYau nepedayu IHepauu. Hanpumep: camMonpon3Bonb-
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HaA nepefava Tenna oT MeHee HarpeToro Gonee HarpeTomMy Teny. BaxHo, 4to6bl
B npouecce TaKoW nepeaasn 3HEPruA He ucyesna GeccneAHo U GbiNK coXpaHeHbl
npuBeAeHHble Bbiwe ypaBHeHuA (1.3) u (1.4) . HecmoTpr Ha orosopky o
cBoboaHOI Nepepave 3Heprun B NW0WHOM HaNpaBneHWW, MNEPBLIA 3aKOH TepMo-
AUHAMUMKKN® HE TOABKO NONHOCTH NPUMEHMM K PEanbHbIM NPOLECCaM, HO W
NO3BONAET BbLIABUTHL PAJ HOBbIX BECbMA MNOME3HLIX U NPaKTMYECKHW BaXKHbIX
hyHKUMA.

Buibop cuctemst. PaGota. OcrtaHoBMMCA Ha CTpykType ypaeHernun (1.3)
u (1.4). B npueeneHHbIX ypaBHeHUAX BenuunHbl Q n W oTHocATCA K npoueccy
nepenayn 3HepruM U MoryT GbiTb M3MepeHb! 33 NpeaenamMu CUCTeMsl NO M3IMe-
HeHWAM, MPOUCXOAAWMUM B OKpPYXawwen cpege. Al xapaxktepusyeT w3meHe-
HUA, NPOUCXOAALLME B CAMON cUCTEME. JTa BENMYMHA He 3aBMCUT OT NyTen, Ko-
TOPbIMU 3HEPrUMA nonana B8 CUCTEMY WAW YAANunack W3 Hee, W NO3ITOMY He
npaet uHdopmaumn 06 3tux nytAx. OHa NOCTynupyeT ToNbKo OAHO: ecnu 6Ga-
NaHC MexAy NPUTOKOM U OTTOKOM 3HEePrMu B OKPYXAKWen cpeae He cowen-
CA, TO AOMXKHA Bbina U3MeHUTLCA BHYTPEHHAA 3Heprua cuctemsl. Bonee 3Toro
Mbl HMYEro CKa3aTe He MOXeM. Mbl Aa)ke Noka He 3HaeM, ¢ MOMOWbI KAKUX
NapaMeTpoB PacCcYMTbiBaeTCA U3MeHeHne BHYTDPeHHed 3Heprumn cuctemnl. KoHeu-
HO, B NpYHUMNE MOXHO OUEHUTL IHEPreTUYeCKUue U3MeHeHUA CUCTEMBb) No name-
HEHWAM, KOTOpble NpoU3BeAeHbI B OKPYXxawuleld cpeae. Ho Toraa soobuwe
TepAET CMbICN BbiAeneHWe okpykawuwen cpeasi. OHa Beab BbiAeneHa AnR TO-
ro, -uTobbi He yTpy»@aate cebR uanuwHen MHpopmMaumnen oTHoCUTenbLHO coSbi-
TWUIR, NPOMCXOARWINX 32 NPEAENaMN CUCTEMbI.

CocpenoTtoyumM NO3TOMY BHUMAHWE Ha CMCTEME U NONbITAaeMCA W3BNeYb NOo-
nesryio wHgpopmauuo 06 NIMEHEHWAX ee IHePreTUYeCKOro COCTOAHWA, NOMb-
3yACb NPU3HAKaMU CaMOIl CUCTEMbI — ee NapameTpaMnu COCTORHUA.

C MeToanYeCKOn TOYKMW 3PeHUA Npouwe OBHapyXwWTb U HarnAAHee npeacTa-
BUTb U3MEHEHWE TeX nNapameTpoB, KOTOPbIE pearupyloT Ha MexaHuyeckoe
B3aUMOAEACTBUE CUCTEeMbl C OKPpyXawuwien cpegon. OB6BLACHAGTCA 3TO TeMm, YTO
MexaHu4yecKue B3aUMOAENCTBUA NpeanonaraldT Cyw\ecTBOBaHWe YNpyron rpa-
HUUBLI, Ha KOTOPOW cuUcTema U cpepa ob6A3aTenbHO AONXKHbLI GbITLH NpPUBEAEHb!
B HENOCPEACTBEHHbLIA KOHTAaKT. YCUAWA Ha 3TOW rpaHuue, onpeaenAlouwme ne-

pepacnpeaeneHue 3aHepruu, GYAYT oueHnBaTtbCA C NOMOWbLIO AdBNeHUA, KoTo-

poe OKa3biBaeT CUCTEMA Ha OKPYXaloWYo Cpeay UnNuM OKpY)XalowanA cpeaa
Ha cuctemy. lNoatomy napamerp pasnedue Heo6XOAUMO yuMTbIBATHL Kak
ANA CUCTEMLI, TaK U ANA OKPYKalowend cpeasl. [lnA nepeaauun e TeNnNoThl HeT
Heob6X0aAUMOCTU B HENOCPeACTBEHHOM KOHTAKTEe CUCTEMbl W OKPYXaouLen
cpeabl. [loatomy do nopsi 00 epemenu ycroO8UMCH, YTO NOHATUE TeMnepary-
Pb! OTHOCUTCA TONbKO K cucteme. Okpywawwan cpeda aoobuje nuweHa 31020
noHATUA. Takoe npeanonoXeHne AONYCTUMO, NOCKONbKY NEPBLIM 3aKOHOM
TepPMOAUHAMWKW ONpeaenAeTCA TOMbKO COXPaHeHWe 3Hepruu, Ho He Hanpasne:
Hue ee nepeaayn. B obuwieM cnydae 06BeM OKPYKaoULen Cpeabl TaK ke NpeacTas-
nAet cobon 6ecnonesnyio AnA Hawero aHanu3a uHgo pmMaunio.

No-BuaumoMmy, B KayecTBe cucTeMbl Heo6xoaMMo ucnonb3oBaTth Teno, usonu-
pOBaHHOE OT 3NEeKTPUYECKUX, MArHWUTHbIX WU FPaBUTALMOHHBLIX NONEW, TaK Kak
nocnegHue CO3AAOT 3IHEPreTU4ECKYl HeoAHOPOAHOCTL cpeabi. Heobxoanmo
TaK)Ke, YToObI B CAMOM CUCTEMP He NPOXOAUAN HUKAKUX XUMUYECKUX peaxkuun,
NOCKONbKY OHW CBA3aHbl C NOrAOWEHNEM K BblaeneHuem aHepruu. B kavectBe
cucTemMebl YAOBHO B3ATH Kakoe-HUbyAb oAHOpoAHOE npocToe sewecTso. Hanpu-
Mep, W3OTPONHLIX KPUCTANA WAKW OAHOPOAHYK XMAKOCTL. He nywwe Bcero
BOCNONbL30BAaTbCA ra3oM. Buibop rasa AnR 3atux uenen yaobed Tem, 41O Yy
Hero B AOCTATOYHOW CTEeNeHW APKO NPOABAAIOTCA WU3IMEHEeHWA napameTpos
COCTOAHWUA NPU Manenwmnx IHepreTUHECK X H3IMEHeHUAX.

JlanbHedwee ynNpowleHMe CBR3aHO € WKCNONb3OBaHMEM He Boobute rasa,
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a uaeansHoro ra3a. 3To NoO3BONUT U36e>KaTb OLEHKW IHEPreTU4eCKX NONPaBoK
Ha pa3mMep MOMNEKYn U MX B3aMMOAENCTBME Mexxay coboin. [nA uaeansHoro
ra’sa matemaTvuyeckan (hopma CBR3M MeXAY TemnepaTtypoi, o6bemom u aasne-
HMEeM 0COb6eHHO npocTa. JTa B3aUMOCBA3b OTPaxkeHa B ypasHeHun Knaneiipo-
Ha—MeHgeneesa (1.1). BuiBop vaeanbHoW rasoson moaenu yaobeH ewe v TeMm,
YTO C NOMOLWLbI0 e MOXHO BblIABMTL Haubonee obue 3aKOHOMEPHOCTU, NPUACY-
whe pewecTsam U HEOCNOXHEHHLIe B KaXAoM KOHKPETHOM Ccnty4ae CBOUMU
cneynguUiecCKMMN 0CoBeHHOCTAMU. TaKoW MeTOAUYECKUM NPUeM B HayKe Hau-
6onee 4acT u Habonee NPoAYKTUBEH. “"Mbl NPUXOAUM K MOHWMAHUIO 3aKOHOB
NPUPOASLI, aHANU3MPYA NPOCTEMLLIME CAYYan ¥ ONYCKAA B CBOUX MepBbiX NONLIT-
Kax BCe ycnoxHeHnAa” [38, c. 14]. Tax xaK naeanbHbIA ra3 — NPoCcTaA Moaens,
TO XapakTep B3aMMOCBA3U NapameTpoB COCTORHWA, UCMbIThIBAOWNX U3MEHERUA
noit BANAHWEM Nepeaayu 3Heprum, 3geck o4esunieH. B naHHOM cny4ae BO3MOXHbIe
U3MEHEHWA MOYKHO CFPYNAWPOBATL B CNBAYIOUINE BAPWAHTbI:

1) uamenAeTrcA paBnexue, a 06BLEM OCTaETCA NOCTOAHHBLIM;

2):u3meHAeTcA 06bvem, a aasneHue OCTaeTCA MNOCTOAHHBLIM;

3) uameHReTcA 06veM v aaBneHue, a TeMnepaTypa 0CTaeTCA NOCTOARHHOW;

4) n3IMeHRIOTCR BCe TpW NapameTpa — 06beM, TemnepaTypa u aasnexuve. Apy-
rMx coveTaHuil, KoTopbie He 6biny 6bI CBA3aHbl C HA3BAHHLIMKM, NO-BUAUMOMY,
NPUAYMaTb HENb3A,

AnA onpeaeneHnA nUaMeHeHW yKa3aHHbIX N3apPaMEeTPOB COCTORHUA CUCTEMbI
OT 3HEepreTUYeCKOTO BO3AEWCTBUA 3aKNIOYMM MAEANbHLIN ra3 B UWWNUHAP C NOA-
BMXHbIM NOplHeM. Maeanu3aunA poueccos nNpeanonaraeT Takxe, YTo Nopuwerb
B uuMnuMHape ABWxeTCA 6e3 TpeHuA. B panbHelwem, xorpa He Gyaer caenaHo
0cob6bIX OrOBOPOK, NPUMEM, YTO KOMUYECTBO fa3a, 3aKNIOYMEHHOro B UMAWHAP,
paBHO OAHOMY MONIO. ITO U36aanT OT HEOHXOAUMOCTU KaXKAbIA Pa3 YuuTbIBaTL
n B ypasHedun (1.1). InA oaHoro MonAa n =1 un (1.1) npeobBpa3yeTch K BUAY:

Pv = RT. (1.5)

YunToiBaA paHee BLICKa3aHHbIe O PAaHUYEHUA OTHOCUTENbHO OTCYTCTBUAR BNUA-
HAA CMNOBbLIX NONE U XUMHYECKUX peaxkuuin B cucteme, o6obuieHHan pabota
B ypaBHeHun (1.3) mMoeT 6bITb 3amMeHeHa BENUYUHOW, KOTOPAA OTpPaXaeT TONb-
KO MexaHu4YecKoe nepemeleHne. ITO HacTHbIV Criyyan obwein paboTel, KoTopbIi
MOXHO cOpMYNUpoBaTh cnegyrowum obpazom: "Pabora npouecca — 3To
3JHepruA, nepeaaBaeManR OfHWM TEAOM APYFroOMYy NPy WX B3aUMOAEACTBUMU, He
3aBMCAWANA OT TeMnepaTypbl 3TUX TeNl U He CBA3aHHAA C NepPeHOCOM Belwecrsa
oT oaHOro Tena K Apyromy’’ [9, ¢. 17]. MexaHnyeckylo paboTy, BbINOAHEHHYIO
ra3soM wnu Haa HUM, NErko Y4eCcTb € NOMOLWbLIO MexaHW3ma, ulobparkeHHoro
Ha puc. 1.3. Ecnv HapaBuTb Ha Nopuens ¢ cunoi £, TO OH NepeMecTUTCA Ha pac-
ctoAnne Ah, Pabota, koTopas npu 3ToM Byaer BbiNOAHEHa Haa ra3om, onpeae-
nAeTCA npoussefeHuemM cunbl F Ha npolAeHHbId NyTe Ah. Tak xaxk cuna, npu-
NOXXeHHaRA K NOPLIHIO, PaBHa AaBNeHUIO P, YMHOXEHHOMY Ha NNOWaAb Nonepe4Ho-
ro ceyeHuA s, To |W| = |PsAh|. B cBolo ouepeas sAh npeacrasnfer cobon senn-
WMHY, Ha KOTOPYK W3MeHReTCA 06bem rasa npu NpPUNOXKEeHWU BHeEWHero Aas-
nenun P. MNostomy | W| =iPA V|. Tenepb He06X0AUMMO NPUBECTU B COOTBETCTBUE
3Haku. B naHHOM npumepe ra3 c>KMMancA u pabota BbINQAHANACL Hag rasom.
a3 npuo6petan 3Hepruio. B cooTBeTcTBUM C BbIOPaHHbLIM paHee NPaBUAOM 3Ha-
xos paboTa aonkHa 6bITb OTPULATENLHOMA.

NpounsseneHne PAV Toxke MMeeT OTpuUaTENbHbLIA 3HAK, NOCKONLKY Aoy
MeHblwe Ay,y. KOHeYHbIn 06beM MeHblue HavanbHOro U PasHoCTb Ay gy — Pyay
6yaeT nMeTh oTpuuatenbHbiid 3HakK. Takum obpasom W = PA V. UcxolA n3 cka-
3aHHOro, ypasHeHue (1.3) moxHo nepenucats Q =AU+ PAV.

3anuch 8 popme PAV MoxeT co3faTb BrievarneHwe, YTo AaBneHue 8 Npo-
yecce sbinonHernA paboTbl BCe BPeMA OCT3AeTCA NOCTOAHHLIM, a U3IMEHReET-
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Puc. 1.3 Puc. 1.4 Puec. 15 .

Puc. 1.3. Moaens MexaHnyecKoro B3aMMOReHCTBUA C ra3oM
Puc. 1.4. Mpadmueckoe n3o6pawerne paboTtsl
Puc. 1.5. Cen3bs mexay  Wu dV

cA TonbKo 06bemM. B obwem cnyuyae 3To Bosce He Tak, [laxke U3 aHanu3a TONLKO
YTO NPUBEAEHHOTO NPUMEPa OYEBUAHO, YTO YeM Bonbuie CKUMaTL raa, TeM Gonb-
we HepBxoAMMO NPUKNaAbIBaTh YCUNWA ANA ero aAanbHelwero cxxatvA, MoaToMy
Gonee rpamoTHOI ByneT cneayilowan sanuce: d W= PdV. 3aecs § W — ucuesaio-
_UWle ManaA BenWvMHa BbinonHeHHol paboTtei; P — paeneHue (B obwem cnyvae
nepemeHHoe), Npu KOTOPOM 3Ta paboTa BeinonHAnacs; dV— GeckoHe4yHo Manoe
nimeHeHne o6vemMa, NPU KOTOPOM U3MeHeHUE A4BNEHUA OKAXEeTCA KpahHe He-
3HauYUTenbHbIM. .

BocnonbiyemcA rpathmkom ¢ KoopauHatamu P — V. Ha takom rpaduke
(puc. 1.4) BenuuuHa paboTel M306parkaeTCA NAOWLAABIO, 3AKNOUEHHON MeXay
KOHe4YHbIM U HavanbHbiM 06Bbemom. Mnowaas 3Ta BHIYUCNAETCA KaK Npov3se-
AeHWe AaBNeHWA Ha npwpawieHve obvema, Ecnu aaBneHne Kaxxablil pa3 U3MEHR-
eTCA, KaK 3TO MOKa3aHO Ha pPUCYHKe, TO BENUYUHY PaboTbi MOXKHO BbIYACAWUTS,
pa3bues Ha MUKPOYYacTKu BCIO NMiOUlafdb, YTO6bI AaBneHWe Ha TaKoM yuacTke
MOXHO 6bInO NPUHATL NOCTOAHHLIM. YeM Kopoue yuacTkun AV, Tem TouHee
6yaeT BbluMcneHa nnowads. Mnowaab MOXHO BbIMMCNUTL COBEPWEHHO TOYHO,
eCn NPUMEHUTbL ONepaumnio UHTerpuposaHuA. Toraa nonHaAa paboTa pacwwupe-
HWA rasa ot V4 ao Vg 6yaer pasHa

Ve .
W=/ PdVv.
V4
WHTerpupoBaHne oKaXeTCA BO3MOXHbIM NPW KM3BECTHOM ‘‘nyTu nepexoaa’’,
T.e. TOrAa, KOrAa AaHa (yHKUMOHANbLHAR 3aBUCMMOCTL mexay P wn V. 3asu-
cuMocTbh Mexay P u V moxeT GbITs pa3Hon. OTcrona pasHeiM OKaXeTCA pe3ynb-
TaT WHTErpUpPOBAHWA NPU ORHUX U TexX e 3HaueHuAx V4 u Vg, 310 3Hauwr,
uTo Mexay OW wn PdV HeT oaHo3HayHoW thyHKumoHanbHoi cBA3W, OTcroaa
pa3Hble 06o3HaueHnA: dV — GeckoHeyHo ManaA senuynHa — audidepeHunan;
S W He renreTcA auddepeHuManom, XoTA ToXe Manan sennuuHa. Ha puc. 1.5
rpathmyeckn NoKasaHo, 4YTo NPAMONR CBA3U Mexay S Wu dV Het. Mpu oaHon u
TOU e BenuuuHe dV, W 6ynetr pasnuuyHoit B 3aBMCMMOCTU oT P u nytu, no
KOTOPOMY NPOXOAWUN Npouecc. -
WUrtax, ecnu cuctema Syaet 06MeHMBATBCA C OKPYIKAOLLLEA CPEAON IHepruen,
Npu4eM OKa>KeTCA, YTO OHa U3MEHReT CBON COGCTBEHHbLIN 3HepreTUYECKUIA YPpo-
BEHb, TO B COOTBETCTBUM C NepBbIM 3aKOHOM TePMOAUHAMUKU MOXKHO 3anucaTh

5Q=dU + PdV. , (1.6)
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Puc. 1.6. K 06bACHeHKI0 NOHATUA paboTel
Puc. 1.7. Monens HepaeHOBECHOID pPaclIMpeHUA rasa

MNepexoa kK MUKPOKONMYECTBY BbLINONHEHHOW PaboTbl 3acTaBnAeT NepedTU U K
ManoMy KONu4ecTBy TennoTbi, 4TO o603HauaeTcA cumeonom 8 Q. MockoneKy
6W. e RenAeTcA awddeperumanom, 1o 5Q Toxe He AsnAeTcA AuddepeH-
unanom, HeCMOTPA Ha TO, YTO CNPaBa B ypaBHeHun  {1.6) napameTpbi COCTOAHUA
M ux pyHkumna U.

OTmeTum, 4TO mMaTeMaTUHYeCKW 3anucb NepBOro 3aKOHa TePMOAMHAMWKK ANA
BECKOHEYHO ManbiX M3MeHeHUI MOXeT ObiTb 3anucaHa TONbKO TaK, Kak 3TO
noka3aHo ypasHeHvem (1.6). 3anuce 8Q =d (U + PV) unn §Q =dU +d (PV)
8 obuiem cnyvae HesepHa. [leno B TOM, 4TO NPU TaKoW 3anuck cCnpasa CTOUT
AvcbdpepeHuman npousseneHnA dyHkuuit. Mpu uHTer puposanun anddepeHuyna-
na npousseaeHuAa d (PV), cymmupyroTcR ase nnowaan: PdV + VAP, Tonbko
0AHa 3 KOTOPbIX NPeACTaBNAeT PaboTy MeXaHW4ecKoro B3auMOAENCTBUA CUC-
TeMb! U OK PY)KarouLeih Cpeabl, KaK 3To BUAHO M3 puc. 1.6.

Heo6xoaumo orosoputb eule oAHO ycnosue: npov3seaeHne PdV, nomasus-
lweecR B ypaBHeHuv (1.6), AonXKHO oTpPaxaTb MMeHHO PaboTy, BbLINOMHEHHYIO
B CBA3M C pacwMpeHneM unu cxatvem ralda. O6paTum BHUMaHWE Ha cCneayio-
wee: P V — napameTpbl COCTOAHWA CUCTEMbI, B TO BPeMA Kak pabota — npo-
uecc nepepayn 3Hepruu, T.e. MPOUECC, CBA3LIBAIOWWMA CUCTEMY C OKPYXaro-
wied cpeao ¥ MNO3TOMY 3aBUCAWLMA He TOMbKO OT NapamMeTpoB CUCTEMb!, HO
u oT ocobeHHoCTen OKpy>Kaloulen cpeabl. B cBA3n ¢ 3TuM npou3segeHue PdV
He Bcerpa MoeT 6bITb COMOCTaBNEHO C BENWUYMHOW BbINONHEHHOW paboTbl.

MpeactaBum cebe umnuHap, cHabXkeHHbIN NOPLWHEM, PA3fenAIOWUM ero Ha
asa otcexa (puc.1.7).Botcexax A u 5 HaXxOAWTCA Fa3 NOA COOTBETCTBYIOWMM
aasneHuem P, u Pg. MNonoxum, uto B otcexe A pasneHne Gonbwe, 4em B OT-
cexe 5. NopweHb NepeMewaeTcA BHYTPU uMauHapa 6e3 TpeHWA, a ANA Toro,
4106b1 OH He ABWUrancA NpPW COXPaHEHUW Pa3HOro AaBNEeHUA B OTCEeKaX, YKpennm
ero wnauHTom m. [lanee, ANA NPOCTOThl AONYCTUM, YTO 06BEM rasa B KawaoMm
U3 OTCEKOB HaCTONLKO BENUK, 4TO HeBonbwoe nepemMelieHne NOPWHA No
UMAVHADY HEe BbI30BeT W3IMEHEHUR NaBneHuA B oTcexax A u 6. Taxum obpasom,
MOXHO NPUHATb, Y4TO Npu HeBoNbWKMX NepemMelleHUAX NOPWHA P4 u P npakTu-
YeCKM He N3MEHRATCR.

Otrkpoem wnaunt m, MopweHs NOABUHETCA A0 CReAyiowero ynopa v ras.
v3 oTcexka A BbINONHWUT paboTy HaA razom u3 otceka 6. MNpeablaywinii aHanus,
KOTOPbLIX NpuBen KX ypasHeHuw (1.6), kasanocb, NO3BONAET BLIYUCNUTL BEAU-
YMHy paboTbl, NPOV3BEAEeHHOW ra3oM Kaxaoro ovcexka. PaboTel, BbINONHeHHaA
ra3om oTcexka A, AONKHAa onpeAenATLCA Npou3BeaeHuem P, d V. JHeprun, npu-
HATaAR rasom oTcekab, COOTBETCTBEHHO AonKHa BbiTh paBHa PgdV. B 1o xe
BPEMA, COFNAacHO 3aKOHY COXPaHeHUA IHEPrUKM AONXKHO BbINONHATLCA PABEHCTBO
P,dV = PgdV. Takoro paBeHCTBa, OAHAKO, HanNWCcaTb HEeNb3A, NOCKONbKY MpK
OAHOM U TOM e 3HadeHun dV (y HUX pa3Hbie Tonbko 3Haku), P4, > Pp no
ycnoeup. CUCTEMY MOXHO 3aKMIOYATL B XECTKYIO annabaTuueckyio o6onouky.
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MopweHb, pa3aenAloWwniA ras Ha ABA OTCeKa, TaKXe MOXHO 3afaTs aguabatu-
4eckM. Tenepe NOAyYMNach M3ONUPOBAHHAA CUCTEMa C MNOPWHEM, UCKNIoYalo-
wum Tennoobmen. MoBTopuMm onbIT. Hawa wHTYWUMA NOACKa3biBaeT, 4To nocne
Toro, KaK OGyaer ybpaH wWNAWHT, NopweHs NPOABUHETCA OTra3a A B CTOPOHY
ra3a 6. Ecnv ycnoBWA OCTanucb Te XXe, TO BHOBL P dV +# PpdV.

Takoin pe3ynsTaT NpUMBOAUT K anbTepHatuse: NubGo He cobniofaeTcA 3akoH
COXPaHEHWA 3HEPrUU NPU MeXaHUYecKUX nepemMeleHnAX, NMBo npousseaeHue
PidV ne oTpaxaeT BenNW4YMHy NepefaHHONn 3Heprun. Taxk Kax nepaoe AonyuieHue
WCKMIOYaeTCA — NOCTYNaT He MoXeT BbiTb HapyweH — To Heo6xoAnMMO corna-
CUTBCA C TeM, YTO HY>XXHO NPUHATL BTOpPOe AoNyuieHve. 3TOT Cepbe3HbIN BLIBOA
TpebyeT 6onee BHMMaTeNLHOro aHanus3a.

MpeactaBum TOT Xe ONbIT CNeaywWUM oBpasomM: cucTema, COCTOALWAR U3 ra-
308 A n b, passeneHHblX aguataTyeCKUM NOPWHEM, U30NWPOBAHA OT OK PYIKato-
wei cpeabl. 3apaanm ycnoeue: P, > Pp. OAHAKO, HUKAKWUX YAePKUBAIOWNX
wnnuHToB HeT. MockonbkKy MHGOPMaAUMA Halwa OrpPaHUYMBAETCA NEPBLIM 3aKO-
HOM, HUYEro Henb3A CKasaTb O HanpasneHUW nepegaun 3Heprun. bByaet nu nop-
ujeHb ABUraTbCA B CTOPOHY Ta3a A vwnu B CTOPOHY rasa b, He UMeeT 3HaueHuA.
FnasHoe, 4To6b1 Npyu N60M ABWKEHMW NOPWIHA He ncye3na IHepruA. Moatomy,
€ MO3¥uUK NepPBOTO 3aKOHAa MOXHO YTBep)XAaTb TONLKO CAeAyloulee: ecnu nop-
weHb NPUABUHETCA B CTOPOHY ra3a b, To 3TO 3HauMT, 4To rasom A Hag HUM Bbina
BbinonHeHa pabota. Ecnu e nopweHb NPOABUHETCA B CTOPOHY ra3a A, To OH
AONEH NPUHATL 3HEprvio, NepeaaHHyio rasom 6. 1 B nepBom 1 Bo BTOPOM cny-
yae pacuer PabBoTLl He AOMNKEH HapywaTb 3aKOH COXPaHeHWA 3Heprvn. Tax Kak
PU Pa3HLIX AABNEHWAX B OTCEKaX BCeraa nonyvaetcA, uto P,dV #+ PpdV,
TO He0BX0ANMO NPUHRTDL CReaytoulee YCROBUe.

Cornacosath pacver BbINONHEHHOW PaboThl NO U3MeHeHWI0 NapameTPoB Coc-
TOAHWA N COXPaHeHWe 3HePru MONHO TONKO B EAUHCTBEHHOM CAYYae, 3 NMeH-
HO, KOTAA B oTcekax A n b oAMHaKOBbIE NaBAEHUA.

JnR Apyrux ycnoeui y Hac NoKa HeT MeTOAa, C NOMOLLbI0 KOTOPOro yAanoch
661 cornacopaTs paboTy u 3Hepruio. MycTs He cMyuwiaeT To 06CTOATENLCTBO, YTO
NPV paBeHCTBE AaBNEHWA B peanbHbiX YCHOBWAX nopweHs soobuwe He Byaer
nepemeulathcA. Mbl Beab He pacnofaraeM HUKaKuWM 3aKOHOM, NPeANUCHIBALO-
MM HanpasneHvie npouecca. Mo03ToOMy MbICNEHHO ABUFaTb NOPLUEHb MOMHO B
nobom HanpaeneHun. nasHoe NPu 3TOM He NOTEPATb 3Hepruio. B panbHenwem
npouecc, NPOTEKAOWMUNA NPU PaBeHCTBe AaBNEHWA CO CTOPOHbLI CUCTEMbI U QK PY-
»awuwen cpeabl GyaeT MMeHOBaTLCA NPOUECCOM, NPOUCXOAALLUM B YCNOBUAX
MeXxaHMYecKoro pasHosecuA. VTak, caenaemM cneayownin BaXHsIA BbiBOA.

KonuvecTao 3Hep2uu, nepedaHHOU nNpu MEXaHUYeCKOM e@3aumodelicTeuu
cuCTeMb! U OKPYXaroujeld CPEObI MOXET ObiTb 8bIYUCTEHO NO U3IMEHEHUAM Na-
pamerpoe cucreMs: P u V TONbKO 8 yC108UAX MEX3AHUYECK020 PaBHOBECUA.
B aApyrux cnyyaAx uamMeHeHne AasfieHUA 1 06beMa CUCTEeMb! He OTpaxaeT Konu-
‘4eCTBO NepenaHHoR IHepPruu.

Teneps 06paTUM BHUMaHWE Ha cneayuiee 0BCTORTENbCTBO. Tak KaK Npu ycnoswuu
mMexaHunyeckoro pasHoBecuA SW = PdV, tpe P n V' — napameTpbl CACTEMBI, TO O4eBwna-
HO SW/P = dV. Ecnv nposectn npouecc tak, 4to6sl cucTema, NPOAAR PRA COCTOAHWA,
BEPHYNAcCk K UCXOAHLIM NapaMeTpam (v cneaosaTentHO UCXOAHOMY cHvemy), TO aHano-
norueno (1.4) moxHo 3anucate § (5 W/P) = 0. HecMOTPA Ha TO, 4TO BenuynHa PaboThl 3a-
BUCUT OT NyTU Nepexona, OTHOWEHWE BbINONHEHHOW PaboTbl 8 yC/108UAX MEXaHUYecKo20
p36HOBECUA K DABMEHWI0, NPW KOTOPOM 3Ta paboTa BLINONHANACH, HE 3aBUCUY OT 3TOrO
nyTH,

8 otnuuue ot [1.4), oxeaTbiBalowero ase hopMbl Nepeaady 3Heprum, 3Ta 3anuce cnpa-
BEANVBa TONbKO NPM aHaNW3Ee MEXAHNYECKUX BIAUMOAEGACTBUA B YCNOBMAX MEX3HNYECKOTO
paBHOBeCUA. YpaeHeHue e (1.4) ABNAETCA 3aKOHOM 6e3 BCAK WX OrpaHNYeHWA.

YpaBHAB AaBNeHue oKpYKaowieh Cpeas! ¢ AaBfieHWeM ra3a CUCTEMbI, Mbl TeM
camMubim nepewny oT obwero cnyvan (1.3) v aobunuce ycnoswin, npv KoTo-
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pbiX BbINONHRETCA ypaBHeHue (1.6). B yem ero npeumyuiecteo? B 21om ypas-
HeHuM cNpaBa OT 3HaKa PaBEHCTBA CTOAT TONLKO NapameTpbi U PYHKUMUA COCTOA-
HUA CaMOW CUCTEMBI, B TO BPEMA KaK CfesBa OCTAaeTCA BeNW4YUHA, XapaKTepu-
3yowan cobbiTA, NPOUCXOAAWNE HA TPaHWUE — Nepeaayy IHepruv oT OK Py XKak-
uien cpeab! K cucteme nnn HaobopoT.

OnpeaenuBwncb ¢ 0co06eHHOCTAMKM BENVUYAH, BXOARWMX B ypaBHeHwe (1.6),
MOXHO NeperTU K aHanu3y 3HepreTUHECKMX M3IMEHEHWH, KOTopbie npeTepne-
BaeT ra3 (cucTema) npu NPUNOKEHUM K HeMy Kakux-Hubyab ycunuin. AHanus
ypaHeHuAa (1.6), onucbiBarowiero Nepsbin 3aKOH B YCNOBMAX paBeHCTBa Aas-
neHWA Co CTOPOHLI CUCTEMbI U OKPY>Kalowei cpeabl, 6yaeT ocyuiecTBNATLCA
€ NomoLLblo npoueccos. Mpu TakMX YyCNoBUAX ANA NOMHOW XapaKk TepUCTUKU Npo-
uecca HeoBX0AMMO 3HaTb, KAaK U3MEHAETCA KaXAblA U3 NapameTpoB CUCTEMbl.
O6paTtum BHUMaHWE Ha TO, YTO NPOUECC MMEHYEeTCA NO TOMY nNapameTpy cucTe-
Mbl, KOTOPbIW OCTAETCA NOCTOAHHbLIM NPU CMEHe OCTanbHbIX.

W3oxopuueck uin npouecc. BHyTpeHHARA aHeprua. 3aaaavMCA Lenbilo M3MeHATH
3HEPreTUYECKOE COCTOAHNE CUCTEMbI Takum 06pasom, uTobbl ee 06beM ocTaBan-
CA BCE .BPEMA MOCTORHHbIM. TaKOM MPOUECC HA3bIBAETCA W30XOPUYECKUM'
AnA 3Toro 3aKkpenum nopuweHs U Byaem nNoaorpesBaTb UNWM OXNAXKAATh Hawy
cucTemy, NpeacTaBnAIoLLYIo coboin oaMH MONb naeanbHoro rasa. floavepkHem
euie pa3, YTo NPV aHanu3se NpoueccoB C UCNONb30BaHNEM NEePBOro 3aKoHa TEPMO-
AWHAMMNKUN HEOBXOANUMO YUUTLIBATb YCNOBHOCTL 3TUX NOHATUIA. Cnosa ""noaorpe-
BaTh'' 1 ‘‘oxnaxaaTe’ NpeanonarawdT, YTO B NEepBOM Cny4ae ras NpueoAUTCA
B KOHTaKT c Gonee HarpeTbim Tenom, a Bo BTOPOM — ¢ Gonee XON0oAHbIM.
MNepBbiM 33KOHOM TEPMOANHAMUKM HUKAK HE YYUTbIBaeTCA HanpaBneHwe nepe-
Aa¥n 3Hepruun. 3aecb BaXKHO NUWb ee coxpaHeHne. Kpome Toro, Mbl UCKNOYUNKU
soobuwe MOHATME TemMnepaTypel OKpPyXawuwew cpeabl. Mo3tomy, ana Toro,
yTobbl He BO3HWUKANU ApPKWe npeacTasneHdnAa 06 yyacTUM B 3TMX npoueccax
HarpesaTenA W XOJNOAWNbHWKA, fyywe rOBOPUTL O TOM, 4To ra3 Gyaet nony-
4yaTk ONpeaeneHHoe KONU4eCTBC TEeNNa UMK e 0TAaBaThL ero.

MockonbKy ANA paccMaTpuBaemoro npouecca 3agaHo, 4to V = const, 10
npupauleHne o6vema dV paBHO Hynw. HeCMOTPA Ha TO, YTO AaBNEHue rasa npu
TennoobmeHe W3IMEHAERTCA, ra3 He NPOU3BOAUT HUKAKOr0 MeXaHW4YecKOro BO3-
ASNCTBMA Ha OKPYXaWWYH CPeAy W OKPYXawoWaA cpeaa He nponiBoauT
MEeXaHWYeCKOoro BO3AeNCTBUA Ha ra3. Tak Kaxk dV = 0, To PdV =0. Nouemy xe
B AAHHOM Cny4ae Mbl aHanu3upyem sbipakeHue PdV? Kasanocb 6bi, 4TO pa3 ras
3aKI0YeH B XeCTKYH 060N0UYKY, TO OH He UMEET HUKAKOro OTHOLWIEHUR K AaB-
NEHNIO OKpY>KalouLeld cpeabl. A BoipaxkeHue PdV MOXXHO NPUMEHATL TONbKO ANA
paboThl B YCNOBWMAX MexaHu4eCKOro paBHOBECWA. Bce Aeno B TOM, 4TO »ecT-
xaA 060N0YKa, B KOTOPYH0 3aKNIKOUYEH a3, Kak pa3 v oKa3bliBaeT NPoTUBOAENCT-
BWe, paBHOEe AAaBNEHWK caMoro rasa. MHaue 3ata o6onouka He Ha3dwiBanacb Obl
#ECTKOW. JTa 060N04YKa B AAHHOM CnyYae M MoAaenupyeT faBneHWe OK Py *Kaw-
uLen cpeasi.

YpagHeHUe NepBoro 3aKoHa TepMOANHAMUKK ANA U30XOPUHECKOTrO npouecca
3aNUWeTCA CNeayouLMm obpaszom:

6Q =dU. (1.7}

OcHoBeIBaACb Ha (1.7), HyXHO cAenaTe BbIBOA, YTO B M30XOPUYECKOM Mpo-
uecce, T.e. NpU NOCTOAHHOM o6beme, B OAHOPOAHOW CUCTEME U3MeHEeHne BHYT-
peHHel 3Heprvun 3aBUCUMT TONMbKO OT KOMWYECTBA MOMYH4EHHOW VN OTAAHHON
TennoTel. 3TO, B CBOK ouepeab, ByAeT OTPaXaTbCA Ha M3MEeHeHUU TemnepaTyphl
W AaBNEHWA CUCTEMDbI.

BbIACHWEB 3TO, BO3bMEMCA 33 peweHne CNeaylowen 334a4n: KaK Konu4yecTseH-

' OT cnoe "'n30’’ — oavHaKoBsId U ‘'xopa’’ — obbem.
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HO OfNpeaenuTb M3MEHEHWE BHYTDEHHEN 3IHepruM CUCTEMb! Yepe3 U3MeHeHue
napameTpoB, T.e. TAKWX BENMYUH, KOTOPLIE MOXHO 6bino 6b1 oNpeaenUTL 3KCNE-
pMMeHTanbHo?

Cornacto (1.2) ™Mbl ycnoesunuce 0603Ha4aTb TENAOEMKOCTLIO OTHOLEHWE
nepefaHHoNn CUCTEME TeNNOTsl K M3MEHEHUIO ee TemnepaTypel. B faHHOM cnyuae
TENNOEeMKOCTb Ha3blBae7CA U30XOPHOW U 06o3HauaeTcR cumeonom Cy . Takum

obpasom, B cootBetctBuM ¢ (1.2), (6Q/AT) - = Cy. Ho nockonbky no (1.7)
5Q = dU, To

(3U/BT)y =Cy; dU = CydT. (1.8)

Y naeanbHbIX rasoB TeNnOeMKOCTb He 3aBUCUT OT TeMnepaTypol U NPeaCTaBnAeT
NOCTOAHHYK BenuyuHy. B 4acTHOCTM, ANA OAHOATOMHOrO MAEanbLHOro ra3a oHa
pasHa 12,47 Dx/mons - K, anA apyxatomHoro — 20,79 Mx/mone- K. Mo3tomy
AnA uaeanbHoro rasa Bmecto dU =CpdT moxHo 3anmcatb AU=CyATunQ =
= C-AT. [inA peanbHbiX BewecTB TakKOW 3anuCu cAenaTe Henb3A, MOCKONbKY
TeNNOeMKOCTb 3aBUCMT OT TemMnepaTypbl, NPU KOTOPOW OHa w3mepeHa
(puc. 1.8). 3aBMcMMOCTL M3MeHEHWA TennoemMKOCTU peanbHbIX BeuwecTs oT
TemnepaTypbl He NPOrHO3MpPYeTCA 3aKoHaMu TepmoAnHamuku. [InA Kakaoro
BewlecTBa TaKads 3aBMCMMOCTb ONpeAEenAeTCA 3KcnepuMeHTanbHo. B cBA3M C
3Tum 06CTOATENLCTBOM ANA PeanbHbIX BELLECTB Y)Ke Henb3A Tak NpPoOCTo Bbl-
YNCAUTBE KonNuuecTBo o6MeHABLIENCA 3Heprun. Henb3A, Hanpumep, YTBepPXAaTb,
yto Q = Cy AT nam AU = Cy AT. OnpeaenuTtb 3Hepruto, NORYYEHHY UnNu oOT-
RaHHY0 CUCTEMOW B Nnpouecce TennoobmeHa, U COOTBETCTBEHHO 3TOMY onpe-
AENUTL WU3MeHEHWe BHYTPEHHEl 3HepPrMn cUCTeMbl MOXHO TONbKO C Yy4eTOM
3aBUCHMOCT WM3MEHEHWA CaMOoW TennoemKocTW OT TemnepaTypbl. [lo3Tomy
BbiYncneHve Heo6x0AMMO  NPOU3BOAWMTL  NOCPEACTBOM  WHTErpupoBaHuWA,

TZ
Torpa Q= [ CpdT.
Tl

UzoTepmuuecknid npouecc. Moctasum Gonee cnoxHyw 3aaavy. Mockonsky
C W3MeHeHueM TemnepaTypbl CBA33HO W3MEHeHWe BHYTpeHHeA 3JHeprun, Npo-
seneM npouecc Tak, 4robbl TemnepaTypa CUCTeMbl OCTaBanach BCe BpPeMA
NOCTOAHHOW. BCA 3HepruA, Nony4YeHHaA TaKoW CUCTEMOW C NOMOWLbKD MexXaHu-
4YeCKOro BO3AENCTBUA, AoMKHA ByaeT BbIAENUTLCA B OKPYXawouWlyw cpeay B
copme Tenna M HaoBOPOT, BCA 3HEPruA, NOCTYMaOWaA B CUCTEMY NOCPEACTBOM
Tennonepeaayn, OTKANKHETCA 3KBUBANEHTHbIMW MeXaHU4YeCKMMU BO3AENCTBUA-
MU C OKpyxatouien cpegou. MNpu paBeHcTBe AaBNEeHWA CO CTOPOHbLI CUCTEMbI U
OKpY»KaloLler cpellbi MOXHO MOACHUTaTb, KakoBa Gbina paboTta,BbiNONHEHHaA
CUCTEMON, U CNefoBaTenbHO KaKoe KOMMYEeCTBO TennoThl CUCTeMa NONy4una.
TakoW NPoOUECC Ha3bIBaeTCA N30 TEPMUYECKUM.

M3meHeHUe BHYTPEHHEA 3Hepruu B cucTemax u3 MAeanbHOro rasa, rae He
NPOTEKADT XUMUYECKUE PeaKuMM, MOXHO BbipasuTb 4epes (1.8). Ho Tak
KaK 8 u3aoTepmudeckom npouecce d7 = 0, To n dU = 0. B Takom cnysae anA
paboThi B YCMOBUAX MEXAaHUYECKOro paBHoBecuA, yuuTeisan (1.6) u (1.8),
nonyuaem, 4To ANA n3oTepmuueckoro npouecca 6 Q = PdV.

B u3oTepmMuyeckux npoueccax pe3ynbTaT B3aMMOAEACTBUA CUCTEMBI C OKPY-
»awouieh cpegor MoxeT BbiTe onpeseneH KOAWMYECTBEHHO NO U3MeHeHWI0 napa-
METPOB CamMOi CUCTEMb!, NOCKONbKY 3HEpPruA, NOCTYNawuwiaR B CUCTEMY NP
TaKOM npouecce, 8 Hen He 3aseprkusaeTcA. MeHAeTCcA Tonbko hopma nepenaun.
CooTBeTCTBEHHO CUCTeMa pearupyeT U3mMeHeHuem CBOuMx napamerpos P u V.
HanoMHUM, YTO KONWYECTBO NOMNOLULEHHOW TennoTbl cucTemMoir He3 UaMeHeHWA
ee TemMnepaTypsl UMEHYETCA CKpPbIToW TennoTol. OCHOBLIBAaACL Ha NepBoM 3a-
KOHEe TEePMOAUHAMWKW, NO BENUYMHE BbLINONHEHHOW B WU30TEPMUYECKOM Npo-
uecce paboTel MOXHO CYAWTb O BenWuuHe CKpbITon TennoTtbl. Ho u no konu-
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YecTBY NONYYEHHOW CUCTEMON TENNOTbI MOXHO CYAWTb O TOM MEXAHWYECKOM
BO3AEACTBAM, KOTOpPOE NMPou3Bena CUCTEMAa Ha OKPYIKaOWYK Cpeay, He uiMe-
HWB NPV 3TOM CBOKO COBCTBEHHYH 3Hepruio. 3TO eAMHCTBEHHbIA Npouecc, rae
MMEIOTCA BO3MOXHOCTU OTOXAECTBNEHWA MONYYEHHOW TennoTbl € BbINOMHEH-
Hoir paboTor. Mo3ToMy TonbKo B 3TOM npouecce rpacbudeckoe M3o6paxeHue
paboTel (Nnowaaun) cosnapaer ¢ KONU4YECTBOM TENAOTHI, NPUHUMAIOWWM Y4ac-
Tue B npouecce. Mo 3ToM e NpuYnHE MOXHO yTBepXaaTh, uTo (8Q/P) 1 xapakTepu

&

Puc. 1.8. 3aBUCMMOCTL TENNOEMKOCTH OT TEMNEPaTypb! 2
1 — unpeansHbIA ra3, 2 — peanbHbIi raa
——

7

3yeT UaMeHeHWe NapameTpa cuctemsl dV, xota 6 Q He ABNAEGTCA HU NapaMeTPOM, HU
byHKLKEA CUCTEMBI.
Mpu noctoAHHOW Temnepatype AT ToXxe NOCTOAHHO. CnepoBaTensHO, cornac-
Ho (1.5) PV = const. OBo3Haunm noctoAHHoe npou3senedue RT Byxksow K.
"Torpa P = k/V: pasnenue rasa Nnpw sbiNONTHEHWN CUCTeMOMN paBoTsl B M30TepMu-
4YeCKUX YCNOBUAX W3MeHAETCA 06paTHO MPONOPUMOHANLHO U3MeHeHuw o6be-
ma. 3asucumocTi nogobHoro poAa PUCYIOTCA Ha rpaduKe B KOOPAWHATaX
P — V8 cdopme npAMOYronbHoi runepbonel (puc. 1.9). Tak kak paboTa Bbiuuc-
NnAeTCA Npou3BeAeHUEM AaBAEHUMA Ha 06vem, To ee rpacdmnyeckoe u3lobparkeHue
npeacrasnfAer coboi nnowans, orpaHuyeHHy runepbonow, ocbio abcunce wn
opAnHaTamK HavanbHoro V; u KoHewHoro V, o6wema.
To4HOE Bbi4WCNEHUEe NNOWAaAU NPOU3BOAUTCA C NOMOWBK WHTErpUpOBaHUA
v, .
Q=W=RT J dV/V =RT In(V,/V,). (1.9)
Vl

NuTerpuposaHue dyHkuum tuna [ (dx/x) = In X AOBONbLHO 4acTO BCTpevaeTch
npy TepMOAWHAMUYECKUX pacyeTax. Boisoa diopMynsl AaH B NPUNO XEHUN.

N3o6apuyeckuin npouecc. JHTansnuA. O606W UM 3T ABa CnyuaA Tak, ¥To-
661 OAHOPOAHAA CUCTEMA NONY4ana TensaoTy W He TONbKO BbIMONHANA MeXaHu-
YeCKyl0 PaBHOBECHYID PaboTy, HO WU MOBbIWANa CBOK BHYTPEHHIO 3IHEPruo
(nerko. MoXHo npeactaBvTb 1 06paTHLIN Npouecc) . PaBHOBeCHOCTL MexaHuyec-
KUX B33WMOAENCTBMA NO3BONAET BbIPa3vuTb paboTy uepe3 nameHeHwe napamert-
pPOB COCTOAHWA CUCTEMbI, YTO NPUBOAWNT CHOBA K W3BECTHOW YXXe 3anucu nep-
BOrO 3aKoHa TepmoauHamuku (1.6). NameHeHue BHyTpPeHHein 3Hepruu rasa
MOXHO BbIpa3nuTh Yepe3 nameHeHue napametrpos no (1.8). Toraa

6Q = CpdT + PdV. (1.10)

Ho MoxHO ncnonb3osate y»e ussecTHoe sbiparkeHue (1.6). U 8 Tom, u B Apy-
TOM CNyY4ae KONMYECTBO TeNNoTbl, KOTOPbIM cucTeMa 06meHnBaAETCA € OKpyXaro-
Wen cpepoi, He ABNAETCA MONHLIM AnddepeHunanom, MOCKONbKY He ykasaH
nyTb. A UMEHHO, He laHa 3aBUCMMOCTb MeXay P u V.

EcTb, 0AHAKO, YaCTHbIA CNyYail, NPYM KOTOPOM KoJmvecTso ob6meHnBalowencA
C OKPYXalowen CpeaoA TennoTbl MOXXHO OAHO3HAYHO YBA3aTb C WU3MEHEHWUEM
napameTpoB COCTORHWUA cucTembl. [pon3BeaeM ANA 3TOro CAEAYHOWIMA UCKYC-
cTBeHHbIN npmeM. Tak kak U, Pu V ABNAIOTCA napameTpaMu COCTORHUA WM UX
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Pue. 1.9. Npacmueckoe naobpaxerHne paboTel N30TEPMNYECKOro PaBHOBECHOrO Npolecca
Puc. 1.10. [padmuecwoe nizobpaxeHue paboTel KM306apUUECcKOro PaBHOBECHOro Npouecca

hyHKUMEN, TO B KAXKAOM COCTOAHUW CUCTEMA MOXET UMETb TONTbKO EAUHCTBEH-
HOE YACNEHHOE 3HayeHWe apPUMMETMYECKOro CoYeTaHWA 3TMX BenuunH. UHbimn
cnoBamy, onpeaeneHHble KOMBMHaUUM NapameTpOB COCTOAHWA ANA K3KOW-HM-
6yAb TONKM OAHO3HA4HO 3aAaBaeMbl. YUWTbLIBAaA 3TO, BBEAEM HOBYIO (hyHKUMNIO
COCTOAHNA, 0603HauB ee H,MycnoBumcA, 4To OHa GyaeT xapakTepu3oBaTb
crieayolLee CoYeTaHne yike U3BECTHbIX NPU3HAKOB CUCTEMSI:

H=U+PV. (1.11)

OTa dyHKUWUA Nonyuuna HasBaHWe 3HTanbnuu. B COOTBETCTBUU C BbipaXEHUEM
(1.11) nameHeHve 3HTaNsNUMM MoOXeT 6bITb onpegeneHo cneayowum obpasom:
dH=dU+PdV+ VdPF.

Ecnu npouecc NpoBoaWTh Tak, 4To6bl faBneHue BCe BPeMA OCTaBanoch no-
CTOAHHbIM, To Torpa VdP =0, u

dH=dU+PdV, (1.12)

rae P B oTnvune OT PaccCMaTpUBaEBLUMXCA PaHee CNy4aeB NOCTOAHHAA Benu4vHa.

Beesem BTOpoe orpaHuueHue u Byaem NPoOBOAUTL NPouece Tak, uTobbl Aasne-
Hue He TONbKO 6bINO NMOCTOAHHLIM, HO W BCe BPEMA OKa3biBanOCh PaBHbIM
DaBNEHWIO OKpYXawouen cpeabl. Toraa MoxHo 6yaer cosmectuts (1.6) un
(1.12) :

§Q=dH. (1.13)

Takum 06Gpa3om, B YCNOBWAX MEXAHMYECKOrO DPAaBHOBECUA, NPU NOCTOAHHOM
AaBNeHUN BennunuHa TennoobmMeHa onpeaenAeTCA U3MEHEHUEM 3HTanbNUK cucCTe-
mbl. Mpu n3o6apuyecknx npoueccax 3HepruA, NOCTYNawLWaA U3 OKPYyKalowen
cpefbl UM B OKPY>KalOLWLYO Cpeay nyTeM Tennoo6MeHa MOeT 6bITb ORHO3HAY-
HO onpeaeneHa No U3MEHEHNI0 HOBOTO NPU3HAKa CUCTEMbI — IHTaNbNUK.

MonyuaR konuuecTso Tenna Q, ras B uUNUHAPeE cO CBOBOAHO NEPEMELLAIoWNM-
CA NopLHem 6yneT pacluMpATBCA, NPOM3BOAA TeM cambiMm paboTy. [padu-
yeckn B KoopaMHatax P — V nvHuA, xapakTtepuayiouiaR u3obapuyeckuit npo-
uecc, npongeT napannensHo abcuucce, Kak 3To BUAHO Ha rpabuke (puc. 1.10).
PaboTa GyneT paBHa NNowiaau, 3aKNIOYEHHOW MeXAy 3TOW NPAMON, ocbio abc-
umncc v oTpeskamu V, n V.

Ucnonwayem (1.12) u (1.13). 3ameHAR auddepeHunan BHyTPeHHER 3Heprum

11 11

yepe3s ancbdepeHuman temnepatypsi no (1.8), naxoamm @=Cy fdT + P [d V.
. 1 I

YcnoBuA uHTerpupoBaHnAa o0603HavaloT, YTO cuctema nepexoanT U3 COCTOAHMA
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I B coctoAnmne |I. A Tak Kak 7 n V — napameTpbi COCTORHWA, TO B COCTOAHUU
| cuctema ByaeT MMeTb eaUHCTBEHHble 3HaueWuAa T, u V,, a B cocToAHum || —
eAuHCTBEHHLIE 3HaveHnA T, u V,. Mo3Tomy npuseseHHOe AEWCTBUE MOXHO 3a-
MEHUTHL PAaBHO3HAYHBIM EMY UHTErPUPOB aHWEM

T, v,
Q=Cyf dT+P[ dV.
T 4

1 1

Nockonbky Cy M P — NOCTOSHHBLIE, OHU BLIHECEHL! 3a 3HAKW WHTErpanos, a
OCTaBLUMECA BbIPaXEHWA MOA 3HAKOM WHTErpanoB MoryT 6uiTe peweMsl Q =
=Cy AT+PAV.

PasHoO3HauHO eMy BbipaxxeHue AnNA BeCKOHEYHO Manoro Ko)myecTaa TennoThl
5Q=dU+PdV, (1.14)

JHeprvA, noctynawuwan B cucteMy B hopMe Tenna, 4aCTUYHO BO3BPALLAETCA B
OKPY>awollylo cpefy C NOMOLLLIO MEXaHWYeCKOTO B3avmoaencTeuA (paboTebi),
a Y4aCTYHO YCBavwBaeTCA CUCTeMOW, MOBLIWAA €€ BHYTPEHHIW 3Heprut. XoTA
ebipaxxeHne (1.14) umeer BuA aHanornuHbin c o6wen dopMoi 3anuck nNepeoro
3aKOHa TEPMOAMHaMUKK, NO CYlecTBy OHO OTAWYaeTCA OT ypasHeHuA (1.6)
TeM, 4TO AaBNeHWe 3AeCb OCTAaeTCA NOCTOAHHLIM Ha NPOTAXEHUM BCEro npouecca.
B oTnuume OT M30TEPMUYECKOro npouecca rpaduyeckoe usobpaxeHue paboTsl
B KoopauHatax P — V He COOTBETCTBYET IHEepruv, NonyYeHHon CUCTEMOI B Npo-
"uecce Tennoo6bmeHa. Ha sbinonHeHue paBoTbl pacxoAyeTCA TONbKO 4acTb nony-
yeHHOW 3Heprun. OaHako B v3oBapuyeckOM npouecce BCA NOCTyNalowan U3
OKPY)XaloLen cpeabl TENNOTa PAaCXOAYETCA HAa YBENUYEHUE IHTanbnun u hukcu-
PYETCR NO N3MEHEHUIO 3TON DyHKUUN CUCTEMDI.

HeBO3MOXHO ONpPeAenuTh 3HTaNbMNUID HENOCPeACTBEHHO. TeM He MeHee
BbLIACHUTL e NpUpalleHne C TeMnepaTypon Bce xe MOXHO. [lencrBuTtensHo, ANA
niobapuueckoro npouecca, cornacHo (1.13), 6§ Q= dH. MNopenum obe uacTn
paBeHCTBAa Ha TO NPUPALLEHWE TEMNEPATYPbi, KOTOPbLIM CONPOBOXAAETCA Npu-

obpeTeHne CAUCTEMOW ONPEAENeHHOro KonuuecTea Tenna 6Q/oT) p =
=(0H/3T) p. Ho no onpeaenenmnio (1.2).

(60Q/0T)p=Cp, {1.15)
cneaoBaTensHo

(OH/IdT)p=Cp. (1.16)

B n3oBapuueckom npouecce vameHeHu2 o6uiei IHeprum CUCTEMbI C Temrepa-
Typoh onpeaenAeTCA TeNNoeMKOCTbIO NpU NOCTOAHHOM AasneHnn. OnpeaeneHve
TENNOEMKOCTU NPU NOCTORHHOM [aBAEHUW He Bbi3bIBAET IKCNEPUMEHTaNnbHbLIX
3aTPYRHEHUN, TaK >Xe KakK W onpegeneHne TemnepaTypbl. 3HaA 3Ty BENVYUHY,
MOXXHO HaWTWU NprpaweHue obuien 3aHeprv ¢ TemMnepaTtypown

dH=CpdT. (1.17)

Mo>kHO nocTpouTh rpadhmk 8 KoopauHatax H — 7, 13 KOTOPOTO OYeBUAHO,
uTo npu w3obapnyeckoM npouecce Hapactanue O6uled 3HepruW WUAEanbLHOro
rasa c Temnepatypou 6yaer wiobpaxieHO NUHMER, HaKNOHeHHOW K ocy abcuuce
noa yrnom, TaHreHc kotoporo paseH Cp. Kasanocb 6bi, HeT cMbicna BBOAMTL
HOBY!O BEMWYMHY — IHTANLAUI, NPUPALLEHNe KOTOPOW 3aBACUT TONLKO OT
TeMnepaTypbl. TaK Kak NpUpaLieHne BHYTPEHHEN 3HEPrun TOXe 3aBUCUT TONbKO
OT Temnepatyphbl, TO OTAUYAE 3HTaNbNUU OT BHYTPEHHEWh IHepPrUM CBA33HO, NO
cywectsy, ¢ 3ameHoin koaddguuuedta (Cpsmecto Cy). OdencteutensHo, ANA
nAeanbHbIX rasoB 3Ta 3aMeHa OCYLLeCTBNAETCA A0BOoNbHO npocTo. NMpoandde-
peHuupyem ypaeHenve (1.14) no TemnepaType Npu NOCTOAHHOM AaBNEHWW,
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BbLIpasve NpeABapuTENbHO NPUPaLLeHUe BHYTPeHHel asHeprum depea Cy no
(1.8) :

(6Q/0T)p=Cy +P(OV/OT)p.

Haiigem npousBogHylo ob6bema no temnepatype u3 ypasHeHwAa KnaneipoHa—
MeHaeneesa (1.5) :

(0V/dT)p=RIP.

NoAcTaHOBKa 3TOr0 BbIPAXEHWA B NPeAblAyllee AACT HaM 33aBUCMMOCTb MEXAY
n306apHO U U30XOPHOU TENNOEMKOCTAMW ANA WAeanbHblX ra3oB. YunTbiBaA
(1.15) nonyvaem Cp=Cy + R, a

Cp—Cy=R. (1.18)

Cp — o6uian 3aTparta 3Hepruu nyTem TennonepeAaYu NPy NOCTOAHHOM AaBNeHUA
ANA NOBLIWEHWA TemnepaTypbl cucTemMbl Ha 17 ; Cy — npupalwieHne BHy TPeHHeR
3HEpPrun CUCTEMbI NPU yYBENWUYEHUN ee TeMnepaTypbl Ha 1°. Pasnocts (Cp— Cy)
COOTBETCTBYET 3HEeprun, KOTOpPaA U3pacxoAoBaHa Ha BbinonHeHue paboTbl pac-
WHUPEHUA OAHUM MOMEM CUCTEMb! NMPOTUB BHELUHEro AaBIieHUA NPY YBENWYEHUH
ee TemnepaTypsl Ha 1°. KaK Mbl BbIACHUAM, ANA WACANbHBIX ra30B 3Ta BENUYMHA
paBHa R (yHvBepcanbHoW ra3oBoi NOcTOAHHOW). OHa oTBevaeT 3Hepriu, He-
06xoaNMOIA ANA BbINOAHEHWA paboTbl OAHUM MONEM nAeanbLHOro rasa NnpoTve
BHEUIHMX CMN APV YBENMYEHWW TemrepaTypsl rasa Ha 1°. 3Ta BenuuuHa aHeprum
vcuncnaetcA 8,314 pxoynamun. YpasHeuue (1.18) HocuT HaszsaHue ypaBHeHWR:
Meiiepa. OH ucnonb3oBan ero ANA YACNEHHOTO OfNpeaeNeHURA IKBUBANEHTa MeX-
Ay TENNOBbLIMU M MeXaHUYEeCKUMU EANHULAMU U3IMEPEHURA 3HEepruMm.

Y peansHbix ra3os B GONLWWHCTBE CBOEM PA3HOCTb MEMAY W306apHOVW W 130 XO0PHOK
TeNNOEMKOCTAMM HEHAMHOTO OTNU4aeTCA oT R, 4yTo BuAHO w3 .Tabn. 1.1. Tem He meHee
y>e peantHble rasbl AANaT OUEBUAHOW Heo 6X0AM MOCTb BbIAENEBHWA 3HTANbNMM B CAMO-
CTOATENbHYO ¢hyHKUMIO COCTORHWA, NOCKONbKY 3aece pasHocTe (Cp— Cy) He ciporo
pasHa A. Pa3Ham 3aBNAMOCTE MEXAY IHTANLNWEN M BHYTPEHHEA 3IHeprMed y peankHbiX
W WAeanbHLIX rasos ACHa M3 cneaywwero pacveta. Uexoan vz (1.16) u (1.18) nmeem
Cp— Cy=(H/aTNp— (BUBNYy= (BUNp+ PlaV/d3Thp— BUMBNYy. Ana
BbIACHEHUA 3asucumocTy mexay (8 U/3T) yu (3U/3 T) p, BocnonbayemcA dyHkuven
U=f(T, V':dU= QUM ydT + (3U{3 V) rdV. QuddepeHunposarne 3Toi dyHK-
UMK no TeMnNepaType Npu NOCTOAHHOM AaBNEHNK NPUBOAMT K B bl PAXKEHUIO

(aU/ATIp=0ULT)y+ (U VIr(3V/aT)p.

nOACTaHOBKa 3TOMO 3HAYEHUA B UCXOAHOE BhIpaXKeHWe NO3BONRET oNpeaenuTh:
: Cp-Cy
(BUBV)p=—o— —P.
(av/iaT)p

Ona npeaneHbix rasos u3 (1.5) cneayer (0 V/dT)p= R/P. C yuetom {1.18)
NPUXOAMM K BblBOAY, H4TO M3MEHEHWA BHYTPEHHEA 3Heprunm C U3MeHeHUEeM

0o6bema y naeansHbIX rasoB nNpyu NOCTOAHHON TeMnepaType He NPOUCXOoanT -
(oU/B V)pr=0. (. 9)

OueBnAHO, HTO NpPU paclMpeHUn UAealbHOro rasa B NycToTy, KOrAa OH He
pacTpauvBaeT CBOIO BHYTPEHHIO 3HEPrUi0 Ha CONPOTUBMIEHUE, KOTOpPOe OKa-
3bIBaeT OKPY»Kaowan cpeaa, TeMnepatypa ero He ByaeT uameHATsCA. [lnA peanb-
HbIX ra3e8 TaKoOW BLIBOA CAENaTb HeNb3A, NOCKONbKY OHW He NOAYMHAIOTCA
ypasHeHuio KnaneipoHa—Menpeneesa. inA 3Tux rasos pasHocte (Cp— Cyp) #
# R 1 M3MeHRETCA C n3aMmeHeHnem TemnepaTtypbl. CneposarentHo, dH n d U Be-
ayT cebR No-pa3HOMY U He CBA3aHbi NOCTOAHHbLIM NEPEXOAHLIM KO3IPUUNEHTOM.

! PeweHune aHanornuHbix dyHKUMR paccMoTpeHo B [TpUnoxeHnu.
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Tabnuua 1.1
MonbHbIe TENNI0EMKOCTY Fa30B NPU NOCTOAHKHLIX 06beme U paaneHun 7 =298,15 Ko
Dw/mons - K no [6])

a3 Cp Cy Cp—Cyl rlas Cp Cy Cp—Cy
He 20,79 12,45 8,34 H,0 33,10 2481 8,29
H, 20,87 12,54 8,33 Co, 37,49 28,95 8,54
N, 29,04 20,71 8,33 NH, 36,11 27,49 8,62
0, 29,50 21,13 8,37 CH, 35,98 27,57 8,41

NnR xuakux n TBepabix BewecTs (Cp — Cy)’ ye HamMHOro meHblie R. Pas-
HOCTb TennoemMKocCTen 3aecb Heo6xo0aMMo onpeaenATL IKCNEPUMEHTaNbLHO, NMbo
HenocpeacTBEHHO, NGO NONb3yACh CBA3bI0 TENNOEMKOCTM C APYrMMu napa-
MeTpPaMu COCTOAHWUA CUCTEMBbI.

PasHocTe (Cp — Cy) AaeT MCKNIOYATENBHO BAXXHYIO MHPOPMAUWIO O TOM, KaK
6yneT pearnposaTs cucTemMa Ha nonyudeHuwe 3Hepruv. JINnA waeanbHbiX ra3’oB 3Ta
vHbOPMaUMA 33KNIOYAETCA B CMEAYHUWEeM: eCnu CUCTeMe MOCTaBNATb 3Hepruio
nyTem Tennonepeaayn, TO NpU NOCTOAHHOM BHELIHEM AaBNeHWu vacTb ee Byaer
BHOBb BO3BPALLATECA B OKPY)KAIOWYI0 CPeAy, HO YXe B pe3ynbTarte BbINONHEHUA
HaA 3TOW cpefon pPaboTbi, PaBHOW MO BENWYNHE YHUBEPCaNLHOW rasoBoW Nocto-
AHHOW. [INA peanbHbIX ra3oB 3Ta BeMYMHA HECKONbKO OTNM4YaeTcR oT R, Ho
6nu3ka K Heit. ANA XUAKKMX U TBepAbIX BelecTs pasHuua mexay Cpu Cyp ro-
pPas’fno MeHblue, YTO CBA3aHO C GoNbWKM B3aMMOAENCTBUEM aTOMOB U MONeKyn
mMexxay coBoin.

Anpnabatuuecxkuit npouecc. Cuctema, N30NMPOBaHHAA OT OKPYXalowen cpeab!
TennoHenpoHULaeMon 060nouKor, MOXeT 0GMEHMBATLCA 3HEPruen ¢ OKpYIKalo-
wien Ccpeaol TONbKO C NOMOLLLID MexaHU4ecKux Baammopenctsuid. Mpouece,
NPOVCXOARWMIA B TaKMX YCNOBUAX, Ha3biBaeTCA aanabatuyeckum. Mo ycnosuio
AnA aavabamuyeckoro npouecca 6 Q =0. Toraa nepebi 3aKOH TePMOANHAMUKIN
3anuweTcA cneaytowmmM o6paszom: § W = —dU. NameHeHune BHYTPeHHeW 3Heprun
cucTeMbl, NPeACTaBNEHHOW uvAeanbHbLIM ra3om, ONpefenAeTcA  BbIPaXeHUeM
(1.8) . B cBA3n ¢ 3Tum ANA aanabaTuueckoro npouecca

SW=—-CypdT, (1.20)

MpouseeaeHue, CTOAWLee CnNpaBa OT 3HAaKa paBeHCTBa B sBbipaxenun (1.20),
nmHTerpupyetcr. Ecnu nasecTHbl npeaensl MHTErpupoBaHUA (Tyaq M Ticouey) , TO
B COOTBETCTBMM C 3TUMMU RPeAENnamMn MOXXHO HaUTW Pa3HOCTb BHYTPEHHEN 3Hep-
run. Kaszanocb 6kl 3aeck yxe paboTa He AOMnXHa 3aBUCETL OT MyTU NEpPexoAa.
WU TeM He meHee, CTPOro roBOPA, AaXke ANA UAeantHbIX rasos ycnoesuA (1.20)
HeAOCTaTOYHO, 4To6bl rpadmvecku U306pa3nTb BENUUYMHY BbINONHEHHOW paboTbl.

Ot10 oueBnaHo M3 puc.1.11; 3aecb HaHeceHbl ABe W3OTEPMbI, MeXAY KOTO-
PLIMU MOXXHO NPoBecTU BecycneHHoe MHOXECTBO aAnabaTUyecKux Npoueccos.
Mei BuiGepem ABa W3 HUX: OAWH NPOXOAUT no BeTeu AB, a apyrow no nurum AC.
HecMOTPA Ha TO, Y4TO Pa3HOCTbL TemMnepaTyp y 3TUX NpOUECcCOB OAWHAKOBaA,
KONIMYECTBO BbINONHEHHOW PaboTbl OKa3blBaeTCA pa3HbIM. BonbHbii noaxoa K
rpachuyecKoMy MHTErpupoBaHWI0 agnabaTuvyeckoro NPoLecca BO3IMOMXeH A0 Tex
nop, noka He onpeaeneHa yHKUUOHaNbHAA 3aBUCUMOCTb MEXAY AaBMeHVEM K
o6vemom. MaTemaTuku ckasanu 6bl, YTO HeT ypaBHEHMA NPOU3BOAHOW, KOTOPaRA
orpaHUuMBaeT Nnouiaas, COOTBETCTBYOWY0 paboTe. Ha NpuBbLIYHOM A3bike 370
03HayaeT, YTO Ham Heu3BecTeH NyTb NepexoAa. MeHHO NO3TOMY B ypasBHeHUW
(1.20) cneBa oT 3HaKa paBeHCTBa He CTOMT NonHbii auddeperHumnan. Bocnons-
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Puc. 1.11. Aguabatmyeckue npoueccs! MEXAY ABYMR W30TepMamu
Puc. 1.12. Mpadmueckoe n3o6pamerne paboThl aaMabaTHeCKOro PaBHOBECHOID NPOUecca

3yeMCA YPaBHeHMeM COCTOAHWA uAeanbHoro rasa (1.5) B cneayrowem suae

T=PV/R. Auddeperunpyem ero no cxeme, KoTopan .pasbAcHAETCA B Mpunoxe-
HuK, "

dT=d{PV)R=PdV/R+ VdP/R.

Mocne noacraHoskm B (1.20) nonyyaem
—SwW=(Cy/R)PdV + (Cy/R)VdP. (1.21)

Daxe Gernoro B83arnAfa AOCTaTOMHO ANVA TOTO, YTODOLI y6eanTLCA, YTO HU OAUH K3
yneHoB, CTOAWMX CRpaBa OT 3HaKa paeeHcTBa B (1.21), He wHTerpupyertca.
Mo6bie nonsiTku npeobpa3zoBaTe npasyto 4acTe (1.20) HW K YeMy HOBOMY He
npueeayT. EAUHCTBEHHLIA WaHC — 3TO MOMNbITaTLCA BbiPa3uTh Yepe3 NapameTpbl
COCTOAHWA caMmy paboTy. Ho 3T0 MOXHO OCYWeCTBUTL TONLKO ANA YCNOBWA
MEXaHU4eckoro pasHosecuA. B nio6om apyrom cny4ae y Hac NpocTo HeT MeToAA
ONA HaXOXAEHUA YMCNEHHOrOo 3HaYeHWA NepeaaHHoW cucTemon (Unu npuHATOW
cUCTEeMOi1) 3Heprum.

Takum o6pa3om, pabota aguabaTuyeckoro npouecca, BbINONHeHHaA cUCTe-
MOt B YCNOBUAX MEXaHWYECKOro paBHOBecWA, NpeaycmaTpuBaeT npeo6paloea-
Hue (1.21) « cnepytoulemy Buay

—PdV =(Cy/RYPAV +{Cy/R)VdP.

Tenepb YMHOXWUM Nesyio U Npasylo YacTs Ha (R/P V). Toraa
—R{dVIV)=CyldV/IV)+Cy (dPIP);

R+Cy

(d VIVY=dPIP.

14
Ho cornacHo (1.18) (R + Cy) =Cp. Beeaem o6o3Havennn Cp/Cy = 7. B pesynb-
TaTe NONyyYaeM UHTErpUpyemMoe BbipaXkeHve:

v, Py

—yJ @vivi=[ (dP/P).
V, ' P,

Yr106b1 N36aBUTLCA OT 3HaKa MWHYC, NOMeHAReM MecTaMu npeaensi VHTErpupo-
BaHUA! "
v, P,

v[ @Vivi=[ (dP/P).

V2

p,
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JansHeiiwme npeo6pasosanna ouesuaHsl: yIn (Vy/V,) =1In (P, /P, ),
PV =PV, . {1.22)

BoipaxceHue {1.22) — oaHO v3 ypasHeHun [NyaccoHa. Kax 8uaHo U3 npuse-
AeHHbIX npeobpasoBaHUA, OHO AEUCTBUTENLHO TONbKO ANA YCNOBUA MEXaHW-
YECKOro paBHOBECHA,

YpasHenve (1.22) no3BonseT BLIYUCAUTL SAMHCTBEHHO BO3IMOXKHYIO NUHUIO,
OrpPaHM4MBAOWYIO NNOWAaAb, BENMYMHA KOTOPOW paBHa pabove agnabatuyeckoro
npouecca Npy yCnosuu MexaHW4YeCKOro paBHOBECUA MeXAy CUCTEMOW W OKpY-
Malowei cpenom.

nA Toro 4Tto6bl HaHECTU 3Ty NUHWIO Ha rpaduk, BbiBepeM UCXOAHYIO TOYKY
V,, rae ras HaxoauTcA noa AasneHuem P;. B 3ton Touke cornacHo (1.5), vem-
nepatypa Takxe cTporo ctukcuposaHa. Jlioban ckonb3Aulan TOYKa CEA3aHa C
UCXOAHON 3aBucUMOCTbiO Py ViT=P VY otkyaa

P=PVTIVY. (1.23)

Ha ocHoBanun (1.23) 3apaBan Npou3BoNbHbIe 3Ha4eHWUA 06bema, NOCTPONM rpa-
vk apmabaTuyeckoro npouecca 8 koopavwHartax P — V (puc. 1.12).

PaccMOTpMM BapuaHTsbl aguabaTMyecKuxX NPOUECCOR, He NPOTUBOpevalume
NepBOMY 3aKOHy TepMoavHamuku. Mpeactasum aauabBaTMyecku M3oNUPOBaH-
HbIA UMAWHAD € NOABWXHLIM NOPLLUHEM, KOTOPbIA MOXET ABUIaTbCA OrpaHUYeH-
HO, n3MeHAR obvem cuctembl ot V, ao V,. U3 coctoAnna A (cm. puc. 1.20)
‘nNpoBeAeM pacluMpeHue rasa C CoOXpaHeHUeM MexXaHW4YecKoro paBHOBECMA A0
cocTorHUA B. MlyTe, oTmevaiowmin B3aWMOCBA3b Mexay P u V, ByaeT cooTteer-
cTBOBaTh ypasHeHuio [lyaccoHa. Mnowags Noa 3To KPUMBOW OTBe4aeT BLINOA-
HeHHoW rasom paboTe. Ecnu paciumpeHue rasa npoBoAUTb B YCAOBWAX, He COOT-
BETCTBYHOWMX MEXaHUYEeCKOMY PaBHOBECU!0, TO NyTb rasa OTKAOHWUTCA OT nu-
Hum AB. Mpu 3TOM, B cooTeBeTCcTauKM C ypasHeHnem (1.20), oTknoHeHne noinaer
BBepx OT Touku B, ecnn pabota Gyaet BhinonHeHa MeHblUe, Yem paboTa ¢ coxpa-
HEHMEM MEXaHUYEeCKOro PaBHOBECUA, U BHU3 OT TOYkM B, ecnu 3aTpaTa aHeprum
Ha BbinonHeHue paboTbl oKaXeTCA Bonblueit, Yem Ta, KOTopan NPOV3BOANTCA B
YCHOBUAX MEXaHWYECKOTO pasHOBeCwA. JlelicTeuTenbHo, Toukn B/, B u B' wa
XOAATCA Ha OAHO u3oxope. [lBuikeHnUe NO M30XOPe CHU3Y BBepX CONPOBOXAaA-
€TCA MOBbIWEHWeM TeMnepaTypbl cucTemMbl. 1103TOMy, B 3TOM XKe HanpasneHuu
6yneT ymeHblLLaTbCA Pa3HOCTL TemnepaTyp Mexay TOYKoW A U TouKamu, pac-
NONOXeHHbIMN Ha u3oxope V,. YMeHbileHUe pa3HOCTM TemnepaTyp oTBevaer
YMEHbLUEHWUIO 33aTPaT BHYTPEHHeid 3Hepruu CMCTEeMbi, U CNeAoBaTeNnbHO yMeHb-
WEHWIO Bennu4uHbl BbINONHEHHOW PaBoThl. 06pamaeM BHUMaHKE Ha Cneaylouee:
MUHUMANbHO BbINONHERHAA CUCTEMON paboTa, orpaHuyeHHas nuHuen AB'', co-
OTBETCTBYET MAKCUManbLHOK nnNowaan. 3To No3sBonAeT eule pa3s HanOMHMTb,
YTO peanbHO BbINONHeHHaA paboTa Ha rpadvKe COOTBETCTBYET NNOWaan TONLKO
noa TOW KPUBOW, KOTOPaRA OTpaXkaeT YCNOBUE MEXaHUY4eCKOro pasHoeecuA. Bo
BCEX OCTaNbHbLIX CAYYaAX NMOWaAb He COOTBETCTBYET BbINOMHEHHOW paboTe
W He MOXEeT ee XapaKTepr3oBaTh. :

MakcumManbHO MOMOroM U B TO XXe BPEMA 3axeaTbiBawolien Hanbonbuwyio
nnoulafb OKaKETCA AMHWA, COBRaAaldWan C M3oTepmMoi. B aTom cnyuae cucre-
Ma coBceM He BbiNnonHUT paboTy. (a3 pacWWpPAETCA B NyCTOTY W HE pacTpauu-
BaeT CBOK BHYTPEHHIONO 3HEPrUi0, a 3HaYMT He WameHReT Temnepatypy. [toato-
My TemnepaTypa ra3a 8 KOHLUe NPOUEccoB COBNA3AAeT C TeMNepaTypoin B Hauane
npouecca 1 ypaBHerue (1.20) oGpawaerca 8 Hynb.

Npu cxatwy nszotepma GyaeT COOTBETCTBOBATL IMHUK BA', nexawei Huxe
BA. 31a nuHuA BA’ oTBeuaeT cnyvalo, NpU KOTOPOM CXKaTve rasa CUCTEMbI He
CONPOBOXAAN0Ch YCUNUAMU CO CTOPOHBI OKPYyXalowen cpeasl (cm. puc, 1.21).
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Bce nuhuu, pacnonoeHHble Bbiwe NUHUK 84 (Hanpumep, BA') cBuaeTennCcTBY-
0T O ToMm, 4To AnA agnabatnyeckoro cxatvs ot V, ao V), okpyxawuwan cpeaa
3aTpatuna Gonblie 3HEPrUM, Hekenu HeoBXOANMO 6bin0 Npn mMexanuueckom

pasHoBecun. C no3vuuia NepBOro 3axkoHa TepMoaAuHaMUKK BCE 3TW

Cchyvan
OKa3blBaTCA BO3MOXHbIMU, Y

Fnasa 3
JHTPONUA

3uepruA M nNapameTpbl COCTORHUA cucTeMbl. [1pU Hano)KeHUU ONpeaeneHHbIX
OrpaHNYeHWn Ha MexaHUYeCKue B3aMMOAGMCTBMA CUCTEMbI C OKPYXawuwen
CpeAoi YAAETCA yBA3aTh W3MEHEHWe NapamMeTPOB CUCTEMbi C BbiNONHEHUEM
paboTbl, 3. UMEHHO: B YCNOBUAX MEXaHW4eCKOro paBHoBecMA oBMeH 3Hepruu
MEXAY CUCTEMON Y OKPYXAloLen CPeao MOXKHO PacCYMTbiBaTh NO U3MEHEHN IO
napameTpoB CUCTEMBI:

SW="PdV. (1.24)

310 yTBepKAeHne He sbisoanTtcA w3 (1.3) unm (1.6), a BbITekaer ua Toro,
4TO NpU APYrMX YCNOBUAX Mbl NPOCTO HE YMeeeM paccYvTbiBaTb nepeaady
aHeprun. - OrpaHMYMBaACh TaKWM 3aMeyaHuem, OTMEeTUM, YTO ecnu Ha BCEM
nyTW, no KOTOPOMY npoTekan npouecc, byaeT niasecTHa 33BUCUMOCTb MeXAY
nasnervem u obuvemom, To ypasHenue (1.24) pacT BO3MOXHOCTb ONpeaennTb
W3MeHeHWe 3HepPruM CUCTEMb! NPY MEXaHUYeCKOM B3aUMOAEUCTBUWU ee C OKpY-
Xaloulein cpeaor. MHbIMWM cnosamn, Npu U3BECTHOM MNyTW NepexoAa No Mame-
HEHVIO NapamMeTPOB COCTOAHWA MOXHO TOYHO ONPeaenvuTb BenuuuHy paboTsbi,
BbLINONHEHHYIO CUCTEMOn unu Hap cuctemon. Mpeo6pasyem ypasHeHue (1.24)
cneayrowmnm o6pasom:

SwiP=dV. (1.25)

W3 copmbi 3anmcn (1.25) oveBuAHO, YTO OTHOLLIEHWE BbINONHEHHOW PaboTbl
K A3BNEHUO, NPU KOTOPOM 3Ta PaboTa BbLINONHANACh, OTPaXKaeT U3MeHeHue
napameTpa COCTOAHWUA CUCTEMBbI, T. €. BElIMYUHY, He 3aBUCARLLYIO OT NyTu, No
KOTOPOMY coBeplueHa paboTa. MaTemaTnyeckan OYEBMAHOCTb elle He FOBOPUT
0 TOM, 4TO 3aBucumocTb (1.25) MoXHO BocnpuHATL noruvecku. Kasanocw 6bl,
YTO TaK Kak nepexos u3 Toukn A 8 Touky B no nytw / n no nytn // (puc. 1.13)
TpebyeT pasnuyHoW paboTbl (YTO BMAHO W3 PasNUYMA NNOWaEAER), AOMKHO
6bITs pa3HbiM U oTHoweHue W/P. B pelicteuTensHoct W/P He 3aBUCUT OT NyTw,
no KOTOpoMy npoTekaeT npouecc. YTo6bl y6eauTbCA B 3TOM, NPOCNeAnM, KaK
uameHnreTcA W/P npw nepexope no nytu /. [inA atoro pazobbem nyTh / Ha MUKpO-
YYaCTKW C PaBHbIMU 3HaveHuAMn A V (puc. 1.14) . A V 8biBupaeTcA HacTonbKo
ManbiMm, 4To6bl B Npegenax ero MoOXHo 6b110 RAONYCTUTL NOCTORHCTBO AaBNEHUA. -

N3 Toukn @ B TOYKy 3’ cuctema BbINONHUT paboTy, KOTOpPaA onpeAennTCA
NNOWaALIo P, A V coorBetctBeHHo A V= 8§ W, /P,. MoBbiwenne AaBneHnn oT
a pOa@ He CONPOBOXXA3ETCA BbINONHeHNEM paboTsi, NnockonbKy Ha ITOM MUKPO-
nyTv HeT yBenn4yeHnA o6bema. PaboTa, BbiNONHEHHaA Ha y4acTkea —a , MoxXer
6biTh 3anucaHa Tax: 6 W, =P, AV, otkypa A V=8 W, /P,. HecMoTpA Ha TO, 4TO
Ha 3TUX y4YacTKax paBoTa BbINIONHEHa Pa3HaA, NPy OAWHAKOBOW Benuyuxe A V

BWI/PI =6W2/P2.

Ecnn 3T paccy>AeHUA NpoAONKUTbL U Aanslue, TO MOXXHO ByaeT yBrnaeTb, 470
Ha sceM nyTun & W;/P; paBHbl Mexay coBoi n

2 5w,
2 —‘:VZ—VI.
1 P,'
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Puc. 1.13. K aHannay § W/P, kak napameTpa COCTOAHWUA CUCTEMbI

Pue. 1.14. UnniocTpaunA K noKa3satenscTBy T0ro, 4to § W/P napameTp

X

Pesynbtat 6yper TeM TouHee, 4eM MeHblie BbiGpaHbl yuyacTku A V. Ecan npwm-
pawenne o6vema B3ATbL GECKOHEYHO ManbiM, TO OHO NpespawaeTcA 8 dV. Toraa
onpéaeneHue NNOLWaaM NOA KPMBOW, ONUCbIBaloLLen NYTb /, MOXHO NPON3BECTH C
NOMOLLBLIO UHTETPUPOBAHUA

Avlf2 bW
1P

. [AnA Toro 4To6bl pewunTs 3Ty 3aaa4y, He06X0AMMO 3HaTk 3aBUCUMOCTb MEXAY

Wwn P. N3 puc. 1.13 n 1.14 oueBuAHO, YTO 3aBUCUMOCTL AO0MKHAE BbITe MaBECTHa
ANA Bcero nyTu nepexoaa. Ecnu 3apaHo TonsKo KOHeYHOE M HavanbHOe 3HaYeHnA
A3BNEHVA W BenuYnHa BLINONMHEHHOW paboTbl, TO 3TO He NO3BOAWT paccYvTaTh
n3meHeHwe ob6vema. [leidicTBMTENbHO, NPU OAHOM U TOM )Ke AaBNEHUU B Hauane v
KOHUE NPOUEecca, HO pa3HbIX NYTAX Nepexoaa (cm. puc. 1.14) BennunHa paboTs!
okaxeTcA pa3Hoi. Mpu aeneHvn 3Toi pasHOW Benv4uHbI paboTsl Ha NOCTOAHHOE
AasneHne, Mbl NONYYAM OTAUUYHBbIE 3HaYeHnA A V. WcTuHHoe npupauleHne o6ve-
M3 ANA PaBHbIX KOHEYHOTO W Ha4yanbHOro AaBAEHWA MONYYATCA NPU yCrosuw
noacTaHoBKu paboTtkl usobapuueckoro npouecca. 1ak, ecnv NW3BeCTHO TONbLKO
HavyanbHOe W KOHe4YHoe [1aBJIEHNE, HO He W3BeCTeH NyTb NepexoAa, TO YpaBHeHWem
(1.25) HeBO3IMOXXHO NOACYATaTb 3IHEPruio, KOTOPYIO NOMy4Yvna unu 3atpamvna
cuctema. Mo3tomy, BepHOe B ceoeit aunddepeHumnanbHon dopme, 3TO ypaBHeHWUe
He Bceraa MoXeT 6biTe MHTEr PUPOBAHO.

Wcnonb3yR nepebii 3aKOH TePMOAMHaMWKMK, MOXHO Tenepb MokasaTb, 4TO
CyuwlecTByeT (YHKUMA COCTOAHUA, W3MeHeHWe KOTOPOW CcornacyeTcA C Tenno-
o6MeHOM, aHanormYHo ToMy, Kaxk paboTa cornacyertcA c u3mMeHeHuem obbema
Npv PaBeHCTBE AaBNEHMI CUCTEMbI U OKPYIKalOLLEW CPeAbI.

Dna 6onee NONHOro PacKpbITUR 3TOF0 YTBEPXAEHWA NPOBEAEM Creay oL
aHanu3, Mavematvuyeckan 3anMcb NEPBOro 3aKoHa TEPMOAWHAMWUKMW NO3BONAET
cBA3aTb QopPMei Nepeaaun 3Hepruu nisecTHeiM obpaaom § @ =d U+ 6§ W. B cny-
yae, Kcraa paboTa He BLINONHAEGTCA, T. €. CUCTEMa He U3MeHAeT CBON 06BeEM,
SW=0. Npn Takom ycnoeux TennooGMeH MeXAay CUCTEMOW W OKPyXKarowen
cpeno He 6yaer 3aBuceTs OT NYTU NEPEeXOAa, 3 ONPEAEANTCA TOJIbKO Ha4anbHbIM
¥ KOHEYHbIM COCTOAHWEM, YTO pacuMTeiBaeTcA ypaBHeHuem {1.7). MNpu nocToAk-
HOM fAaBneHun TennoobGmeH MeXXAYy CUCTEMON U OKPYXalolien CPeaoH TaKixe He
33BUCUT OT NYTW NepexoAa, 0 4Yem cBuaeTenbcTByeT ypaBHeHwe (1.13). 3apanve
NOCTOAHHOrO 06bvema B NepBOM CNy4ae M NOCTORHHOTO AABNEHUA BO BTOPOM
yKa3biBaloT Ha TO, 4To U ypasHenue (1.7) u ypasHexve (1.13) npeacraenaioT
coBo 4acTHbIE Cllyuyau NPUMEHEHWA NEPBOro 3aKOoHa TepMoAvHamuku. Hac xe
uHTepecyeT obuin cnyvait, T. e. TaKoW, NPM KOTOPOM MOXHO 6bino 6b1 BbIpa-
3WTb TEnnonepeaayy MeXXAy CUCTeMOW ¥ OKPYIKaIOLWEW CPeADr C NOMOLLLIO Napa-
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MeTpoB wnu hyHKUUA COCTOAHUA, He 3aAaBaA UX NOCTOAHHLIE 3HAYEHUA U He
OrpaHM4MBanA NyTU Nepexoaa.

B cooTBeTcTBMM C NOCTaBnNeHHoONW 3anaven Gyaem CHOBa uCxoamThb U3 MaTema-
TWYECKOA 3aNMCK NePBOro 33aKOHAa TEPMOAVWHAMUKU U CNeAuTb 33 BO3HUKaOLWU-
MU OTpaHMYeHUAMU, KOTOPbie BHOCAT Te UNK UHbie Npeo6pa3oBaHuA.

Ntak, B o6wem Buge anA nwbbiX oAHOGMA3HLIX BELWECTS, UCTIONb3YyeMbIX B
Ka4yecTBE CUCTEeMbl, 3aKOH COXPaHEHUA 3IHEPTUM UMeeT Cneaylowylo 3anuch:
$Q=dU+ § W. NoacumtaTb 3Hepruo, nepeaasBaeMyto cucremon (wnu cucreme)
B npouecce BbINONHEeHNA paboTbl MOXHO TONLKO NPYM TOM YCNOBMMU, YTO AaBne-
HWe CO CTOPOHbI CUCTEMbI AOMKHO BbiTh PaBHO AABNEHUIO CO CTOPOHLI OKPYKato-
Wweit cpeabl. Kaxaoe n3 3TUX AaBNEHWA MOXET U3MEHATLCA NPU MeXaHUYeCKnX
B3aUMOAEACTBMAX, HO ANA TOro, YTO6bl MOXHO Bbiflo PACCUMTaTL BbLINONHEHHYIO
paboTy, M3MeHeHWe AaBNEHUIA CUCTEMbI M OKPYXKaloulen cpefibi AONXKHO 6biTh
CUHXPOHHBIM, T. €. TAKWUM, 4TO BCerAa Peycr, =Poixp.cp- NPV BbINONHEHNU pabo-
Tol B YCNOBUAX MEXaHWUMECKOro PaBHOBECWA BMECTO Npeabiayliei 3anucy no-
ABUTCA ypasHeHue (1.6).

Teneps npumennum (1.6) aAnA uaeanbHoro rasa. B atom cnyuae mMoxHo npo-
W3BeCTU cpa3y ABa AENCTBUA.

1) Boipaauts anddepeHuman BHYTPeHHe# 3Hepruu uyepe3 TennoeMKOCTb W
mdbdeperuman Temnepatypsl no ypasHenuto {1.8). Tonbko y uaeansHbix rasos
TeNnnoeMKOCTb He 3aBUCUT OT 0GweMa u BeinonHAeTcA yenosue (1.19) . No3sromy
ANA WAeanbHbIX ra3oB ypasHenwe (1.8) npumeHMMO He3zaBuCMMO OT TOro, U3-
MeHAeT 06beM cucTema unu Her.

2)- WcnonbaoBaTe ypaBHeHne KnaneipoHa—MeHaeneesa v caenatb ¢ no-
MOwbIo ero npeobpasoBaHUA B nocneAHeM uneHe. Torna AnA vwaeanbHbIX ra3os

8Q=CydT+RTdV/V. (1.26)

Temnepatypa B BbipaxeHnnn (1.26) — nepeMeHH3aR Benv4uHa, NOITOMY HU O
KaKOM MHTErpMPOBaHUKU ITOrO BbIPAKEHUA He MOXKET BbiTb U peuyn,

Paspenum nesyio n npasyto yactu sbipaxennna {1.26) Ha TemnepaTypy cucre-
mst. Torpa

3Q/T=CydT/T+RdV/IV.

310 BbIpaxeHue yxe nHTerpupyeTcA. Cuctema, COCTOALLAA N3 WAGaNbHOMO ra3a,
MMeeT onpeAeneHHble 3HaYeHWA AaBrneHnA, o6beMa U TeMnepaTypbl B KaKOM-HN-
6yab Touke /. B 3TOM TOYKe COCTOAHWE CUCTEMb! XapPaKTepu3yeTcA NapaMeTpa-
mMu P, Vu 7. MNepeseaem cuctemy M3 AaHHOro cOCTOAHUA / B cocTtoAnue //. B
3TOM BTOPOM COCTOAHUU cucTeMa ByaeT wMeTe eAVMHCTBEHHO BO3MOXXHbIe 3Ha-
yeHnA napameTpos P,, V, u T,, He 3aBUCAWME OT TOro, KaKUM NyTem OHa
npuwWna 8 cocToRHue //. YunTeiBaA COrNacoBaHHOCTL NapaMeTpPoB Mexay coboin
B KaXAOM U3 COCTORHUN M HE3aBUCUMOCTbL WX OT NYTHU NEPeX0Aa, MOXHO UHTer-
PUPOBaTbL NONYYEHHOE BbipKeHWe

11 T, v,

f 6Q/T = C‘Vf dT/T+Rf _dVvi/v. (1.27)

1 l

Ecnu uHTerpuposaHne Nnposect No 3aMKHYTOMY KOHTYPY, T.e. 0T Ty ao Ty u
or V; ao V,, 1o Toraa gﬁ 5 Q/T = 0. 370 cBMAETENLCTBYET O TOM, 4TO MOAbIHTEr-
panLHaA BenuunHa — YHKUWA COCTOAHWUA. W3MereHne 3Toi dyHKumwn onpege-
NAGTCA TONbKO HA4aNbHBLIM M KCHEYHBLIM COCTORHUAMMA He 3aBMCUT OT NYTH Nepe-
xoaa. O603HauuM 3Ty HOBYIO yHKUMIO cuMBonoM S. B cooteeTcTBUM € 3TUM
o6o3HaueHnem (1.27) MoxXHO Pa3buTbL Ha creayiowmMe ABe 3aBMCUMOCTH

11 S,
f 8Q/T=f dS; f dS=Cy In(T,/Ty}+R In(V,/V,). (128)

S
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MepBoe #“3 yKa3aHHbIX BbipaxeHUd B auddepeHunansHon dopme MOMXeET
6biTb NpeacTaBneHo Tak: & Q/T =d S, OTkyaa

5Q=TdS. (1.29)

OueBuaHo, BenuuuHa TennOoBMeHa CMCTEMbI U OKPY)HaOWeid Cpeabl Npw
BbINOMiHeHUN PaboTbi U B YCNOBUAX MEXaHUYECKOro PaBHOBECUA OnNpefenAeTcA
Npov3BeAeHVEM TeMMNepaTypbl Ha NpupauleHne HOBOW PyHKUMU COCTORHWA 6e3
BCAKUX OFPaHUuMBaIOLLMX ycnoBuil. CaMo e npupawieHue S MOXKHO PaccuuTaTh
no sTopoMy ypaeHeHwio (1.28). Tem He meHee, Bbipaxenue (1.29), kak u
(1.24) He MOXeT O6biTk NPOMHTErPUPOBAHO, NOKA HEe yKa3aHa 3aBUCUMOCTb
mexay Su T.

Y10 66110 Gbl, ecnu Gbl Mbl He 3afany YCNOBUE MEXAHUYECKOTO PaBHOBECHA?
Torpa W #PdVwu (1.26) npespaujaetcr B8 HepaseHcTBo § Q/T #Cyd T/T +
+ A d V/V. CnepoBatensHo, Kakoe-TO U3 BbipaxkeHnin (1.28) Takwe aonHo npe-
BPaTMTLCA B HepaBeHCTBO. U 3aech HYXXHO CKa3aTb, YTO NEPBbIN 3aKOH TEPMO-
AVHAMUKN He A3eT HaM NYTEeBOAHOW HUTU ANA PeWweHUA 3Toro sonpoca. Mol
BONLHbI caMu aenats Bbi6op. Mo3TomMy npumem cneayrouiee peweHue. Mockons-
Ky 6biNa AOCTUTHYTa AOrOBOPEHHOCTD, YTO S — (PYHKUUA COCTORHUA, TO BTOPVR
sbtpaxeque (1.28), rae cnpaBa oT 3HaKa paBeHCTBa CTOAT TONMbKO NapaMeTpbi
COCTOAHWA, OCTaeTCA B cune Npu MobbiX YCNOBUAX, a nepBoe BbipaXeHue byaer
npeBpawWaTbCA B HEPaBeHCTBO. Ecnu MeXxay cMCTeMOW, COCTORALLEH U3 naeanbHO-
TO rasa, W OKpy>awuwien cpefoil WAET NepeAada IHEPIUN NYTEM MeXaHWUECKUX
B3aMMOAEHCTBUIA NPU Pa3HbIX 3HAYEHUAX RABNEHUA CACTEMbI U OKPYIKaowei
cpeasl, To Bmecto {1.29) 6Gyaer umeTe mMecTo 3aBucuMocTL 8 Q ¥ TdS. B or-
CyTCTBHEe MexaHuvecKoro pasHoBecuA HU (129), Hu (124) He oka3wiBaloTCA
sepHbiMy. Mpu BbinonHeHun paboTbl B YCAOBUAX MEXAHUYECKOrO PaBHOEECUA
M3IMEHRIOTCA NapaMeTpPsbl COCTOAHWA, UMeHyeMble o6veMoM u Aasnennem. Mpu
nepeaave TenNOTbl W3MEHAETCA HOBAA (DYHKUUA COCTORHWA Sy TeMneparypa.
W3meHeHMe 3TON PyHKUMKM MOXKHO paccunuTaTb no (1.28), B cBA3n ¢ Tem, 4To ¢
nomMouwbio hyHkuuu S cyaAT o BenuuuHe TennoBoro o6meHa, KapHo Ha3san ee
""Kanopukom'’. Haasaxue "3HTpoNUA’’ 6bin0 AaHo eir noaxe. MocneaHee Ha3Ba-
Hue npeanoxwmn Knayawyc, KOTOpPbIiA CTapancA COXPaHUTb 3AeCh CO3Byu4Me CO
cnosamu ‘"aHepruA’’. B To e BpeMA cnoeo “IHTPONUA’’ 8 Nepesoae C rpeyecko-
ro {(XvTpwmy) o3HavaeT — npespalieHve, IBONIOLUN, pa3BUTHe,

Tenept BmecTo (1.6) ANA MAeanbHOro rasa Npu nepeaave 3HePruv B YCNOBW-
AX MEXaHWYeCKOro PaBHOBECMA MOXHO 3amvcaTh:

TdS=dU+PdV. (1.30)

B 3aToM ypaBHeHUM yuyacTeByloT TONIbKO NapameTpbl COCTORHUA cucTeMbl finbo
ux dyHkuun. ITo KpailHe BaXKHOEe BbiparkeHue Mbl ByaemM umeHOBaTb BCnep 33
N.B.3rkuHcom [32] ocHoeHbIM ypasHeruemM TepmoduHamuKy. Hy»HO NOMHUTS,
4TO faXe ANA YCNOBWIA ME@XaHMYECKOro pPaBHOBECUA ero Henb3A WHTer pupoBaTe
A0 Tex Nop, NoKa He N3BECTHA 3aBUCUMOCTb MeXay 7 n S ¢ OHOW CTGPOHbLI U P
v V c apyroi. 3To 1 NOHATHO: NOKAa He U3BECTHA 33BUCMMOCTL Mexay 7 u S,
Henb3A onpegenuTe Q; NOKa He U3BECTHA 3aBUCUMOCTb MeXAy P u V. HeneaR
onpeaenuts W. A ypaBHeHne WMeeT 3HepreTM4eCKYy!0 OCHOBY U NOKa HEW3BECTHO
Q n W, Henb3A onpeaenuTs 3HepreTuyeckunin 6anaHc. Takum o6pasom, ypasHeHve
(1.30) npu Hem3BeCTHbIX NYTAX NepexoAa UMeeT CMbICN TONbKO B Avddepen-
uuwansHon opme. _

Ho ecnu n3secTeH NyThb NepexoAa, TO TOr4a MOXHO CBA3ATH KOHeYHbIe hame-
HeHUA 3TUX NapameTpos. JlecTBUTEeNsHO, NPEACTABMM, YTO CUCTEMA, COCTOALLAA
13 OAHOro MONA MAEANLHOFO a3a, Nepeluna U3 COCTOAHUA A B COCTOAHUe B U30o-
TepPMUYECKUM NyTeM. B atom cnyuae dUU/=0; TdS = PdV . Monb3yAce ypaHeny-
em (1.5), sanuwem TdS = RTdV/V,otkyaa AS = Rin(V,/V,).
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KoHcTaTupyR 3aech aHanorwo BbeipaxeHuin {1.24) n (1.29), Heo6x0anmo
06paTUTb BHUMaHWE N Ha CyLLeCTBEHHbIE UX OTAUYUA, ABNAIOWMECA CIEACTBUEM
npuBnevYeHnA AONONHUTENbHbLIX YCNOBUIN NPY BbIBOAE.

1. SW/P xapakTepu3yeT namMeHeHue napameTpa COCTOAHUA CUCTEMBI, Ha3biBae-
Moro obvemom. [laBneHue P OTHOCUTCA KaK K cUCTeEME, TaK U K OKpyXalouwein
cpeae, MOCKONbKY TONLKO NPM 3TUX YCNOBUAX MOXXHO COrsnacosaTbh npou3seae-
Hue napameTpoB cucTembl PdV c Toh 3Hepruen, KoTopot o6MeHUBaeTCA cucTe-
Ma C OKpyXalowel cpeaon MexaHnveckum nytem. 5Q/T xapaKTepusyeT u3ame-
HeHue PYHKUMN COCTORHUA CUCTEMbI, MMEHYEMON 3HTPOMNWENR, TaKXKe NpPu ycno-
BUW MEXAHWYECKOIrOo PaBHOBECUA CUCTEeMbI C OKpyXalowen cpeaon. TemnepaTty-
pa T oTHOCUTCA Tonbko K cucTeme. O TemnepaType OKpYXatoweid cpeabi Mbi
Boo6LWE NOKa HUYEro He 3HaeM. R

2. B ycrnoBMAX MexaHWYecKoro pasHosecuA oTHowewvne SW/P onpepennet
andcbepeHuMan napameTpa COCTOAHUA — o6veMa — aAnA no6bix seuwlects. OTHo-
wenune 6Q/T, B TOM BuAe, KaK 3TO BbiBeAeHO 3fieck, onpeaenAeT auddepeHunan
hyHKUMKU COCTORHMA — IHTPONUIO — TONLKO ANA MAeanbHbLIX ra308.

3. BotpaxeHue [6Q/T = AS BbIBOAMTCA ANA MAeanbHbLIX Fa3os U3 NEPBOTO 3a-
KOHa TepmoanMHaMuku. Beipawenune [6W/P = AV He cneayeT n3 nepsoro 3aKoHa
TEPMOAUHAMUKM, 3 NMULbL OTPaXKaeT TO BaXKHOE YCNoBMue, YTO BLIYUCNATHL 3Hep-
U0, KOTOpon 06MeHNBaAEeTCA CUCTEMa U OKPYIKaIOWAA Cpeaa, Mbl YMeeM TONbKO
NPy YCNOBUU MeXaHN4eCKOro paBHOBECUA.

Uuknasl. AnA TOoro uto6bl NepeHecTH NONyYeHHble NPEACTaBNEHUA B AanbHen-
wem 33 npefensl WaeanbHuiX rasos, HEO6X0AUMMO NO3HAKOMUTLCA C METOAOM
KPYroBbiX NPOUecCOB WU UMKNOB, KOTOPLbIM CBOAUTCA K YXXe U3BECTHOMY 4u-
TaTento MHTEr pUPOBaHUID NO 3aMKHYTOMY KOHTYpY. 3aBepilieH1e HayaToro Npo-
uecca HacTynaeT TOFA3, KOrAa CUCTEMa BO3BPAlLAETCA B WCXOAHYIO TOHKY.
B aToMm cnyuae Bce napameTpbl 1 PYHKUUN COCTOAHUA NO ONpeaeneHuto Npro6-
peTyT NpeXtve 3Ha4YeHWA 1, CNefoBaTeNnbHO, NPUpPaWeHue WX OKaXeTCA PaBHbIM
Hymo. Uukn Heo6xoaMmMo NpoBOAWTL TakuM 06pasom, 4ToGbl B OKPYHAIOLLEA
cpeae BO3HMKANU KaKue-To n3MeHeHuA, a obulee aHepreTMyeckoe COCTORHUE Cpe-
Ab) OCTANOCh NPEeXHUM.

"MpocMaTpuBan nuTepatypy NO TepMoAMHaMUKe, Nerko y6eanTscA, 4TO BO
BCEX CNy4aAX, KOrAa aBTop A06MBAaNCA ACHLIX KOHE4YHbIX Pe3yNbTaToOB, OH Mpous-
BOAMA pacyeT NO COOTBETCTBYIO MM KpyroBsiM npoueccam’” [19,c.7].

OTmeTUM, 4TO O06BIYHO B Kypcax TePMOAUMHAMMKMK aHanu3ly UMKMOB Npea-
wecTeyeT (OPMYNMPOBKA BTOPOro 3aKoHa TepmoanHamMuku. Mbl otoriaem ot
3TON Tpaavuun n He GyaeM BBOAWTb HUKAKUX HOBbLIX OF paHW4YeHUi cucteme No-
MWMO TOrO, YTO 3HEPruA AOMKHA COXPaHATLCA. B cune, noatomy, ocraercAa no-
NoXKeHWe 0 TOM, YTO IHEPrUA MO)XXeT NepeaaBaThCA B MOGOM HanpaBneHWn U YTO
CaMO HanpasneHue NepeaadYn aHeprun BbiIGMPAeTCA NO HaweMy YCMOTPeHUIO.

Uukn u3 vepedyrowjuxcA u30TepMuYecKux U aduabaruyeckux npoyeccos
{yurn Kapro). Cuctema — uaeanbHbIA ra3s, 3aKNIOYEHHLIA B LWNMHAP, — COBEP-
waeT KPyroBoi npouecc, n306pareHHbId Ha puc. 1.15. BetBu 3toro npouecca
cneayowme:

1. U3 Toukun A, rae cuctemMa umeet napametpsi P, V, T u U, npoucxoauTt uso-
TepMUYecKkoe pacluMpeHue RO NONoXeHUA B. B npouecce 3TOro paciunpeHnA BCA
TennoTa, NONYy4YeHHaA CUCTEMOW, PaCXOAYETCA Ha BbINONHEHWE MEXaHUYeCKOW pa-
60Tbl. MlocKONbKY Npouecc M30TepMUYeCKUH, TemnepaTypa CUCTeMbl OCTaeTCA
Hen3aMeHHOW. BHYTpeHHAA 3HepPrMA v 3HTaNbNUA TaKXKe He U3MeHATCA. PaboTy,
KOTOPY!O BLINOAHKUA Fas, oTpaxaer nnowaab V; ABV,. '

2. U3 Toukn B paaMMm BO3MOXKHOCTb CUCTEMe PacluMPRTbCA aavabaTuveckwu.
OnA 3atoro otcoeanHNM ee OT TeNNOUCTOYHUKA U NOMECTUM B TeNNOU3ONALUMOH-
Hylo 060n0o4Ky. BbinonHeHHaA cuctemolt paboTa Haa OKpy’katowel cpeaoi pas-
Ha nnowaau V,BCV ;. TemnepaTtypa cuctemMsl NnoHn3unace ao 7, .
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" 3. CHumem aaunabatuyeckyto 060M10MKY U HaYHEM CHMMaThL ras TaK, YTO6b!
ero TemnepaTypa He nossiwanace. B atom cnyvae cuctema 6yaer ovaasaTtb Ten-
NOTYy OKpY>Kalolleh Cpeae, PaBHYIO BbINOMHEHHON Haa Hew paboTte. Tak Kak Tem-
nepartypa cucTemsl OCTaeTCA NOCTOAHHOMW, TO ee BHYTPEHHARA 3HEPruA COXPaHUT-
CR Ha ypoBHe U,, T.e. OcTaHeTCA TaKOW, KOTOPOW OKasanacb B KOHUe aanabaTu-
Yyeckoro npouecca. Bennusha paboTbl, BbINONHEHHOW Haa CUCTEMOW, ONpeaenuT-

_cA nnowaavio V,0CV ;.

4. N3 Touku D npoBeaem aanabatuyeckoe cxatve TaK, 4T06bl CUCTEMa BEpHY-
face ‘B CBOe NepBOHavanbHOe COCTORHME. JTO HeTPYAHO CAenaTh, TaK Kak TOM-
Ky D npon3BonbHO BbIGMPalOT Ha u3oTepme B TaKOM MecTe, 4Tobbl, NnpoBeaR U3
Hee aanabaTuyeckoe carne, MOXHO Bbino 6bl NonacTe B Touxky A. O6wan pabo-
Ta, KOTOpan 6bina BbINONHEHa cUcTeMOW B uukne, paBHa nnowaau ABCD. Owxa
BbIYMMCNAETCA W3 pasHocTM nnowaaen (V,ABV, + V,BCV3) — (V,DCV; +
+ V,ADV,) . NoacuTaTh BeNUUMHY 3TOW PaBOThl MOXKHO, HANOXXMB Ha COOTBET-
CTBYIOLLME NPOLLECCHI CNeayoLue OF PaHU4YEHUA.

Mpouecc U30TepMUHECKOro PACLLIM PEHUA AOMKEH NPOBOAUTLCA B YCNOBUAX Me-
XaHUYeCKOoro paBHoBecuA. Tonbko Toraa Met Bnpase nucate W, = AT In{V,/V,).
Cneayiowmin 3a HMM npouecc aavabaTWyecKOro pacluMpeHWMA noka npu-
MeM Npou3BonbHbIM. 3aeck paboTy MOXMHO paccyMTaTh MO Pa3HOCTU Temnepa-
Typ: Wy, = Cy (T, — T1) HesaBUCMMO OT TOro, NPOXOAWUN NW NPOLECC B YCNO-
AMAX MEXAHUYeCKOro PaBHOBeCUMA unu HeT. M30TepMuyecKoe Catme CHOBA He-
06X0AMMO NPOBOAUTb B YCNOBUARX MeXaHW4eCcKOro pasHoBecuA. Torpa — W3 =
= RT,In(V4/V3). NposeneHne YeTBepToro aanabaTmveckoro npouecca CHOB3
OCYLWeCcTBUM NPOM3BONbLHO, NOCKONbKY paboTa 3geck onpeaenAeTcR TONbKO pas-
HocTblo Temnepatyp W, = Cy (T, — T,). OueBugHo, yto W, n W, B3aumHo
cokpawatoTcA. Toraa obwan pabota Hap OKpYXKawUWied CPEeAON, BbINONHEHHaA
B TeYeHWe UMKNA3, ONpPeAenAeTCA CY MMAPOBaHUEM

Ol —02 Wl—W3—RT1 In(Vz/Vl) +RT2|H(V4/V3) (1.31)
ﬂpOBeCTM naaneﬁ Lee npeOGDaJOBaHMe 3TOr0 YypaBsHeHWA nMNpeacTaBuTCA
BO3MOXXHbLIM TONLKO NOCNe TOro, Kaxk ﬁyﬂeT BBeAeHO orpaHuteHue, npeaycmar-
pvuBawouwee nposeaeHue aﬂMaGaTM‘lecKOrO npouecca 8 ycnosuAx MexaHnvyecKoro
pPaBHOBECHUA. ﬂeﬁCTBMTeano, ANA 3TUX YCnOBMﬁ MOXHO UCNOMNL30BATL ypaBHe-

Hue (1.22). AanabaTuyeckuin Npouecc B YCNOBUAX MeXaHUYeCKOro paBHOBECHA
onucbiBaeTcA ypasHeHuem MyaccoHa. 3HaumT Py V [ = PV n P,V =P, V5.

(PLIPy) (VY /VJY) = (Pa/P3) (VS /VS). (1.32)
C Apyroi CTOpPOHbI, Mb! 3HaeM, 4TO B U30TepMMYecKuX npoueccax PV, =

4
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= Pz v2 2] P3 V3 = P4 V4. OTKYﬂa Pl/Pz = Vz/vl 4] P4AP3 = V3/V4. foacra-
sua 3To 8 (1.32), Haxoanm V,/V, = V,4/V 3. Bce 310 N03BOAARET YMEHbLUNTL
4MCNO NepeMeHHbLIX B ypaBHeHnu (1.31) v NnpuBecTn ero K cneaylouwemy BUAY:

Q, -—Q, = (T, —T,)RIn(V,/V,).

Ecnn npaByto 4acTb 3TOr0 ypasHeHWA YMHOXMTL W nojenwTs Ha T,, Toraa
noayYum

Q, —Q,= [{Ty —T)) /T IRT, In(V,/Vyi.
Ho Tak kak RT; In(V,/V,) =Q,, 10

(Qy —Q3)/Qy = (T} =Ty} /Ty; Q3/Q, = Ta/T,. (1.33)
Otcrona yxe .ner ko NONY4aeTCA NCKOMOE pelugHue:

Q,/T,=0,/T,; /T, —0,/T, =0.

3710 peweHne paeT OCHOBAaHME CYNTATh, YTO OTHOLWweHUe SQ/T ANA cucTeMbl, Npea-
CTaBNAOUIEeN MAEaNbHLIW ra3 B NPOLECcCe, OCYLLECTBAEHHOM NpPpU MexaHW4yecKom
PaBHOBECHM, OTPaXkaeT M3MeHeHWe HOBOIrO CBOMCTBA 3TOrO Fasa.

Nposeaem kpyroeoi npouecc, u3o6paxenHbid Ha puc. 1.16. Ecnu ero pas-
6UTh Ha BECKOHEYHOE KOAWMYECTBO HAcTONbLKO MansbiX uMknos KapHo, YTOGbl
B8 K8WAOM W3 HUX MEeXAY M3OTepPMMYECKMMU 3Tanamu Temnepatypy MOXHO
B6b1n0 Gbl CYMTaTL HeM3IMeHHOW, TO ANA KPYroBOro MPOLECCa AONKHA OCYLUECTB-
NATLCA CNEAYIOLLAA 3aBMCHMOCTD:

$saiT =0.

He mewaeT ewe pa3 nocmoTpeTt BbIBOA, 4TO6bl y6eanTbcA, 4TO OH nonyueH
TONLKO ANA YCNOBUM MeXaHWYecKoro pasHosecvA, a sennuvHa 6 Q/T oTHocuTCA
TONbKO K CUCTEMe.

Mopsenem HeKOTOPbLIE UTOMU PAacCCMOTPEHHOTO MaTepuana. B npouecce wnano-
WeHUA GbINO BbIACHEHO cneayoulee:

1. OAnAa nebbix cucTem, 0BOMEHVBAIOWMXCA 3HEPrUer C OKpYIKaloulerd cpeaown,
nepsbiii 3aKOH TePMOAWHAMWKMW HanaraeT orpaHuveHve Q = AU+ W, unun anA
cny4an 6eckoHeyHo mManoro obmeHa aHepruen 5Q = dU + SW.

2. Ecnn o6men 3Hepruer ocyuieCTBARETCA B YCMOBUAX MeXaHWYecKoro pas-
HOBECHA, TO ANA No6bIX peanbHbLIX U WAEANbHLIX OAHOPOAHBLIX CUCTEM MOMHO
aanucate §Q =dU+ PdV.

3. NpumeHnTenbHO K MAeanbHOMY a3y obHapy»mBaeTCcA yHKUWA COCTOA-
HUA — 3HTPONUA, KOTOPaR CBA3aHAa C NPM3HaKaMKn cUCTeMbl ypasHenuem (1.30),
WMEHYEMbIM OCHOBHbIM YpaBHeHWeM TepmoauHamuku. Moka He yKa3saH nyTe
nepexoaa CUCTeMbl M3 OAHOTO COCTOAHWA B APYroe, 3Ta 3asucumocTs Oyaer
CYULeCcTBOBATL TONLKO B AuddepeHunanshon topme. OaHako, KOraa nyTb nepe-
XOAA YK@3aH, MOXHO HaN TV KOHEYHbIE MPUPALLEHNA 3HTPONUK.

MuTeHcHBHLIC N IKCTRHCMBHbBIE BennunHel. 0603Haum o6bveM NPonaBonbHOTO
KONWYecTaa uaeanbHOro rasa vepes V, rak yto V =rv , rae v — o6vem oanoro
monA. [InA yNnpoLweHWA PacCCMOTPUM MEXEHUMECKW PABHOBECHbIW U30TepMUYec-
Kvin npouecc. Toraa MoXHO UCKADUYMTL M3MEHeHue BHYTpeHHel aHeprn. 3ame-
HAR P B ypasHeHun (1.6) Ha ero 3HaveHwe M3 ypaBHeHuAa (1.1), npuxoanm K Bbi-
paxeHuto, YanobHOMyY anA uHTerpuposaHuA: 8Q =nRTdV/V.

Ovcrona uameHeHmne aHTponuu Byaet pasHo: [6Q/T = AS =nRIn(V,/V,).

YuutbiBaa, yto V; = nv 5, n V| = nv, Haxoanm: i

Va
AS =n|RIn —
Vi

-
rae AS — nameHeHue 3HTPONUK BCEro KonuvecTsa rala.
kt:}



Pamkow oTMeueHO n3aMeHeHue 3HTponuu oaHoro monA, OTcloaa AS =

Takum 06pasom, Npu pacwupeHun 7 Moneil rasa ot V; Ao V, uimeHeHune
3HTPONWUKU 3TOrQ KONNYECTBA ra3a OKAXeTCA B /7 pa3 Bonbuie N3IMEHEHWA 3HTPO-
vy oaHoro monA. MoXxHO OTMeTUTb, YTO B 3TOM OTHOLUEHWM 3HTPONWA fpea-
cTaBnAeT coboii BenuunHy, aHanoruyHyo obuemy. Tak e, Kak o6wmit o6vem
YNCTOroO BelwlecTBa PaBeH CyMMe MOfbHeIX 06bemMoB, 06WAA 3HTPONUA paBHa
CYMME MOSbHbIX 3HTPONUA.

BennuuHel, aHanornyHbie 06beMy, 3HTpONMK, ANUHE, Macce, NOABEpPraowme-
CA Apo6neHuto Ha 4acTu, KaXaaA U3 KOTOPLIX ABAAETCA COCTaBHOMN YacCTbiO Leno-
ro, Ha3bIBaTCA 3KCTEHCUBHLIMU.

B NpoTUBONOMOMXHOCTE UM CYLIECTBYIOT MHTEHCUMBHbIE BENUMUAHLI, KaK-TO:
TeMnepaTypa, AaBneHne, CUNa U NP., KOTOPsLIe He NOAAAITCA 4 pobneHno Mo yac-
TAM cuctemsbl. Ecnn Teno umeeT Temnepatypy 100°C TO KaXQaA NeCATaA 4YacTb
3aToro vtena takke 6yaer umMeTb TemMnepatypy 100°C, a He 10° C. MHTeHCHBHBIE
BeNMYMHbL! He 3aBUCAT OT KONUYECTBA BelecTBa.

3HayeHUA 3HTponuu BbipaxaloTcA B [x/rpag. 1o coagaer BnevatneHue 6au-
30cTu ee K Tennoemkoctu. Tem Gonee, 4to Cp (Mnm Cp) paccuutsiBalOT, Kak
8Q/dT =C, a antponuAa u3 ycnoeuin 5Q/T =dS. HynHo YACHUTL, YTO MexXay
3TUMN BENUYMHAMM CyWecTBYIOT rnyBokue pasnuunA. TennoeMKOCTb OTHOCUTCA
K pa3pAay NPUM3HaKoB CUCTeMbl, BNU3KMX K XxumryeckoMy coctasy. OHa name-
HAETCA- OT COCTaBa K COCTaBY, B TO BPEMA KaK 3HTPOMUA W3MeHAETCA OT COCTOR-
HUA K COCTORHWID NMpPU NMOCTOAHHOM cocTase. YTo6uLl nyywe NOHATL pasnuuue
MeXAy 3HTPONUER U TenNOeMKOCTbBIO, PACCMOTPUM CNEAYIOWNA NpuMmep.

Mo onpepenenmio (§Q-/dT) y =Cy,8Q/T =dS. Orciona

8Q =CydT; §Q =TdS. (1.29)

ByayT nv oTnuuaTtecA mexay coboit 5Q, ecnu peyb vaer, AONYCTUM, O NOBbitLIe-
HAW TemnepaTypbl OAHOATOMHOrO WAEansHOro rasa Ha 1 ? Ecnu o6bem rasa
OCTaeTCA MOCTOAHHbLIM, TO OTBET AONKeH BbITh OTPUUATENbHLIM.

AeAcTBUTENbHO, BOCNONbL30BABLIUCH ButparkeHnem (1.28) npu ycnosum, yto 06bem octa-
eTCA NOCTOAHHBIM, nmeem §Q = TdS = TCy (DT/T) = CydT.

Monb3yAch 3HaYeHMEM TENNOEMKOCTH KaK KO3MDMUMEHTOM, MOXHO NOACHMTaTb, KaKoe
KONIMMBCTBO 3HEPruM AOMKEH NONY4MTh ras, 4tobbi ero TemnepaTypa nosbicunace Ha AT,
Tak, ANA OAHOMO MONA OAHOATOMHOIO MAEANLHOTO ra3a NOBbILIEHWE TEMNepaTyp.l Ha 1
Tpebyer 12,471 [ aveprum. Mo ypasHenno (1.8) Q= Cy[dT=Cy(T+1) -T] =

Tak kak Cy =3/2R, to @=3/2-8,314=12,471 Mx/mons - K. Konuyectso 'renna, He-
06x0aMMOe ANR NOBLILIEHWA TeMNEPaTYPLl WAeansHoro rasa Ha 1°C He 38BUCMT OT TorO,
OT KaxkoW TemMnepaTypbl 3TO NOBbILLIEHWE NPON3IBOANTCA. 3TO KONUYECTBO Tenna aceraa npo-
nNOpuMoHanbHO Tennoemkoctu. OveBMAHO, TENNOEMKOCTL 3AeChb BbiCTYNaeT KaK Kosdduum-
€HT NPONOPUMOHANLHOCTU. JHTPOMNWMA ke M3IMEHRETCA C MOCTYNNEeHWeM Tenna B cUCTEMY.
Mpudem, Npu 0AHOM N TOM e KONUYECTBE NOCTYNUBLIErO TeNna n3iMeHeHwe 3HTponuu by-
AT pa3HbIM N 3aBUCUT OT O6nacTv Temnepatyp. 3meHeHre 3INTPONUK NPy U3MEHeHMN TeM-
nepaTypsl rasa NnoacHMThiBaeTcAR No ypasHennio (1.28). Mpu noctoARHHOM o6beme 3TO ypae-
HeHue CTaHOBUTCA Gonee KoMmnakTHbiM: As =CpInT,/T,. OueBnaHo, AnA onpeaeneHuA
TOro, HaCKONbKO WM3IMEHWUNAcs IHTPOMUA, HEROCTATOYHO 3HaTbL NpUpaweHHe Temnepartypel.
Heobxoaumo pacnonarate aBCcONIOTHLIMK  3HAYEHUAMMU TemnepaTyp. Aonyctum, Temne-

patypa wusmenuwnacs ¢ 298,15 K ao 299,15 K (v.e. va 1°). Toraa As = 12,471
-In {299,15/298,15) = 4,174 - 1072 ﬂM(/MOnb' K. PaamepHOCTb TaKaA we, KaK U y Tenno-
€MKOCTH, NOCKONLKY NOA 3HAKOM NOrapnmgma Ge3pasMepHan BennvuHa.

Nomnumo TemnepaTypsi Npu NOCTORHHOM o6beMe cuctemMa GyaeT MIMeHATL CBOE AaBne-
Hue. BennuuHy AP nerxo nocumtats no ypasHenuto Knaneipona—MeHpaeneesa: AP = (R/v ) x
x(T, — T;) =8,20575 - 10 %/24,465=3,4 - 10 ® atm.

Mrax, npu nony4eHun ogHUM MOfMIeM WAEaNLHOMO rada, HaxoAALWEMCRA Mpy no-
CTORHHOM 06beMe, TennoTel B KonuuecTee 12,471 [, TennoeMKOCTb 3TOMO rasa
OCTaHeTCR HeM3MeHHOM TemMnepaTypa MoBbICUTCA Ha 1° 5 Aasnetive Bo3pacTteT
Ha3,4-1072 atmn 3HTPONWA YBENMYMTCA Ha 4,174 - 1072 Pw/mons - K. Oana-
KO B Cnyuae, eCNv OAHOATOMHbLIA ra3 NPeBpPaLLaeTCA B ABYXAaTOMHbIW, TO Ternno-
eMKOCTb ero yxe nameHuTcA ot 3/2 R po 5/2R. BoT noyemy Mbi rOBOPUM, 4TO
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Pv!.c. 1.17. 3aBMCMMOCTL MIMEHEHNA 3HTPONUUW U TeMNepaTypbl B N3OXOPUYECKOM Npouec-
Ce ¥ uaeanbHbIX rasos

TeNNOeMKOCTb OTHOCUTCA K YUCNY NPU3HAKOB, KOTOPbLIE U3MEHAIOTCA NPY U3Me-
HeHWUW COCTaBa CUCTEMbI.

He MMeA BO3MOXHOCTU HENOCPEACTBEHHO UHTErpupoBaTh BbipaXkeHue (1.29),
rpadmyeckn MOMXHO K306pasnTe NNOWAALI0 KONWYECTBO TENNOThi, KOTOPOEe NOo-
nyyaeT cucTema, aHanorMyHo TOMYy, KaK 3To Aenanocb AnA pabotol. inA 3toro
nonb3yloTcA kKoopauHatamu 7 — s. Mnowanb, 3aKnNoYeHHaA NOA KPUBON, PyHK-
UMOHANLHO CBA3bLIBAOWEA IHTPONUIO U TeMNepaTypy, AaeT BeNUYAHY 3Heprvu,
NONY4YeHHOR cUCTeMOR B Npouecce Tennoob6meHa. PyHKUMOHANbLHAA 3aBUCMMOCTb
3HTponuu 1 Temnepatypel cneayeT u3 (1.28) npu V = const. HeonpeaeneHHbI
nHTerpan B 3Tom cnydae aaer peweHue S = Cy InT + const. OueBnaHO, KpUBaRA,
pacnonaratowancA B KoopavHaTax 7 — s, oNMCbiBaeTCA YpPaBHEHWEM

N
K —_
T=e Cv ,

rae kK — xoadduumerT (puc. 1.17). Jenenuve atoi nnowaaun Ha AT anA uaeans-
HbIX ra3os BCerna AaeT NOCTOAHHY BenuuuHy — Cp/ .

K.A.Nytunos otmenan: “...KakK W3BECTHO, eCTb HEMANO BeAUYUH, UMEIOWNX
0AWHAKOBYIO Pa3MepHOCTb, HO BeCbMa Pa3Hbii dm3nyecknii cmbicn. Ecnun, Ha-
npyumep, CKOPOCTb PABHOMEPHO ABMIKYULErOCA NOe3Aa PasaennTs Ha BPEMA ABU-
WEHUA, TO NONYYUTCA BeNnYvHa, MMeloWan pasMepHOCTb YCKOPeHUA, HO He AB-
NAWAACA YyCcKOpeHueM. [lpyroi npumep: 3HTPONUMA nMeeT pa3MepHOCTbL Tenno-
€MKOCTH, HO He ABNAETCA TennoemkocTso’’ [22, ¢. 13]. K.A.MyTtunos Taxxe
06paTun BHMMaHNE Ha TO,4TO HeNb3A OTOXAECTBNATL 3HTPONUI0 DeHOMEHONOr K-
YeCKYI0 ¥ BEPOATHOCTHYI. ECTb ycnosuA, npu KOTOPbLIX 3TW NOHATUA NPUBO-
AAT K pa3HbiM Bbisoaam. Mo stomy xe noeoay Ml.Wlambapane nucan cneayro-
wee: "BHTPONWUA ecTb hn3auvyecKoe CBOWCTBO Ten, XOTA ee PMINYECKUWA CMbICH
M MOXeT NOKa3aTbCA HEeACHbIM, TOMA3 KaK MaTemMaTUYeCKan BepPOATHOCTb €CTb
YMCTO MaTemMaTuyeckoe noHAatue’’ [27, c. 180].

YTto Hosoro po6asnAer yHKUWA, MMeHyeMaR 3HTponuei? Ha paHHOM 3Tane
06BbACHUTL 3TO TPyaHo. Ho B cBOe BpeMA Heo4eBUAHO 6bINO, YTO AACT PYHKUMUA, .
WMeHyeManA 3HTanbnuen. [INA u306apuyecknx ycnoBnin 66110 NONY4YeHO Bblpaxe-
Hue (1.13), cornacHo KoTopoMy TennoBou 3chdeKT peaKuun He 3aBUCUT OT NYTH
nepexoAa. JTO WU3BECTHbIN 3aKoH [ecca — OCHOBHOW 3aKOH TepMoxumuu. Ow
6611 OTKPbLIT paHbiue, YeM OGHapy)XeHO TO, YTO NP NOCTORHHOM AaBNeHWU
6Q = dH. NmMeHHO NO3TOMY 3HTanNbMNUA BOCNPUHAMAETCA Nerye, 4em 3HTPONUA,
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XOTA W Ty 1 APYryi0 BENUYUHY Henb3A WIMEPUTb HenocpeacTBeHHo npubopom.
Kax yBuaum aanee, 3HTPONUA — BecbMa BaxkHaA PyHKUWA, C NOMOLLLIO KOTOpO#
onpeaenAeTcA HanNpaBsieHWe CaMONpPOU3BONbHLIX NPOUECCoB. A 3TO Kak pas To,
YTO Mbl CTPEMUMCA Y3HaTb: B KaKOM HanpasneHvWn camonpou3sonbHo Gyaer
NpoTeKaTh peakunn. ’

Fhasa 4
BTOPOW, TPETUA U HYNEBOW 3AKOHbI TEPMOAUHAMUKHU

Bropon 3axoH. Kaxasii, BepoATHO, He pa3 Habnoaan, 4To cobbiTUA, NPoNCXoan-
me BOKPYr Hac, oAHOHanpaeneHHbie. KamMeHb MOXKeT CKaTUTLCA C ropbl, HO
€caMOTIPOV3BONLHO Ha Hee He noaHMMeTcA. Boaa Boaonaga Tonsko napaet. Mpu
QnpeAeneHHOM cTevyeHuUn OBCTOATENLCTB Tapenka MOXeT pPa3buTbCA, HO TOMy
4TO6bl OHa coBpanach M3 OCKONKOB, HUKAKOe cTeyeHne 0BCTOATENLCTB He NOMO-
#eT. Metannuvyeckuir HaTpui, 6poweHHbIW B Boay, BypHO pearupyer ¢ Heii, o6pa-
3yA WeNOYHOW PacTBOP M BbIAENAA ra3oobpasHbii Bogopoa. 3ameTuTh obpat-
HOe,’ KOTAa U3 WENOoYHOro pacTeopa 6yaeT BbIKPUCTANIN30BLIBATLCA METannu-
YEeCKUA HaTPpUiA — HEBO3MOXHO. AHanoruuHoiM o6pasom BepeT cebA xene3o,
XOTA U He Tak BypHO, KaK HaTpuWii: B BOAE OHO NOCTENeHHO NepexoauT B TMAPO-
okuck. O6paTHan KapTUHa — BbINAAEHUE MeTaNNUYECKOro >Kene3a U3 BOAHbLIX
pacTBOPOB OKa3biBaeTCA HeBepPOATHOW. Tem Gonee HeBepOATHO BbiNaaeHwue w
CylWieCcTBOBaHWe B BOAHbIX PacTBOPaxX BbiKPUCTaNNW30OBaBLIErocA MeTannuuec-
KOro MapraHua, HeCMOTPA Ha YyTBEpPXAeHWA HeKoTopbix reonoroe [30].

Bot 3Ta 0AHOHaNpPaBneHHOCTb NPOUECCOB HAaBOAMT Ha MbiChb, YTo  {(rae-To
AONXEH CyLWecTBOBaTb NpUHUMN Bpode '3 enKyn MOXHO CAenaTbh Nanky, a w3
nankn He cAenaews enky'’, B CBA3M C YeM Haw MWUP NOCTOAHHO MeHAeT CBOWN
XapaKTep ¢ “eno4HOro Ha Nano4Huin’’, — K 3tTa Heo6paTMMOCTL B3aMMOALACTBUA
A0NKHA BbITb NMPUYMHOA Heo6pPaTMMOCTM BCEeX ABNEHUW Hawed d»am3Huu) [26,.
c. 115].

Bce npoucxoaAwme cobbiTMA 06yCNOBNeHbl 3HEepreTMYECKUMMU Nepepacnpeae-
neHMAMU. JTO 3Ha4UT, 4TO No6kie Npouecckl (B AAHHOM cnyyae CaMONPOU3BONb-
Hble) COMPOBOXAAIOTCA U3MeHeHUWeM NnapamMeTpoB U dyHKUMWIA cocTOAHMA. Ho
TaK KaK W3MeHeHWe YKasaHHbIX BenuunH noaaaeTcA nubo namepernio, n6o Bbl-
YACNEHUIO, TO ANA NOMHOTbI KONWYECTBEHHOW KapPTWHbL! HaM He xgaTaeT CamMoro
npvHUMna. meAa Takon NpUHUKN K 3HAR MeTOAb! pacyeTa YHKUUW COCTOAHUA,
Mbl Byaem 06nanath oYeHb BarkHbiM 0606uieHueMm.

NpvHUMN HeoBPaTMMOCTU KaK pa3s U COCTaBMNAET CYyTh BTOPOro 3aKOHa TepMo-
avHaMukn. MNockonbKy BTOPOW 3aKOH BceoHbeMNIOUL, KAaK U 3aKOH COXpaHeHWUA
3Heprum, ero MOXmMo opPMynMpoBaTh NO-pasHOMY.

Mbi ocTaHOBUMCA Ha cneayolein opmynuposke TomcoHa:

"He cyujecteyer 1axko20 TepMOOUHaMUYECKO20 NEPUOOUYECKO20 U3IMEHEHURA
COCTOAHUA, €OUHCTBEHHBLIU PEe3yNbTaT KOTOPO20 COCTOAN Bbl @ TOM, YTO OTHATOE
y 1ennocbopHUKa KONUYECTBO Tensa NoAHOCTLH nepexoduno e pabory’ [11,
c.109].

CornacHo nepsoMy 3aKOHY, NPy KCNONL30BaHWU B KavyecTeBe cucTems! noboro
BEWECTBa, B 3aBepLUIEHHOM UM KAe A0MKHO MMeTb MecTo paBeHcTeo Q = W,

Jto paseHcTBO cneayeT u3 (1.3), nockoneky anA nwboro sasepuieHHOro
uMKna Bce NapameTpPbl U MYHKULMM COCTOAHNA NPUOGPeTAOT NpeXHue 3HaYeHUA U
B 4aGTHOCTW ANA’'TaKOro uMKna, Kak yTeep)aaeT NepBbli 3aKOH TepMOAWHA-
MUKW

$du=0. (1.4)
a1



CornacHo BTOPOMY 3aKOHY TEPMOAWMHAMWMKW, B 3aBepPLUEHHOM UWKNe Hap,
nobbim BewecTBoM

a,>w. (1.34)

3pecs Q; — nonyyeHHoe CUCTEMOW KONMUYECTBO TeNNOTbl OT TENnoBOl 7 pe-
3depByapa Ha BCeX BO3MOXXHbIX 3Tanax uumkna, a W — BbInonHeHHaA cucTemoit
3a 3aBepuweHHbIN UMK paboTa. BTopon 3akoH He AOMKeH NCKMIOYaTb AEHCTBUE
nepeoro 3akoHa. Moatomy 3anuce (1.34) HyXHO cornacoBaTe C COXpaHeHUEM
3aHeprun. BbinosnHeHwe Takoro COrnacoBaHMA NPUBOAUT K CNeaylolen 3anvcu
BTOPOro 3aKoHa

Q, =W+Q,,

roe Q, — KONWYECTBO TeNNOTbl, OTAAHHOM CUCTEMOW B OKPY>Kalollylo cpeay
B 3aBepWeHHOM u1Kne.

CornacosaHue ¢opMynMpPOBKU BTOPOrQ 33aKOHA3 C NepBbiM 3aKOHOM Cylue-
cTBeHHbIM- 06pPa3oM M3IMEHAET NPeaCTaBAEHUA O CUCTEME W OKPYIKaloLen cpe-
aAe. [einctButensHo, NO NpuBeAeHHON 3anvcu Tennosown pesepByap Ha NPOTA-
MEHUU UMKNA NOCTABMAET cUCTeme Konv4ecTeo TennoTel Q). Ecnu atoT xe pe
3epsyap NPMMeT Hasaa KonuuecTso TennoThl Q,, TO (akTUyeCKn MOXHO Gy-
AeT YyTBEPXAATb, YTO €AUHCTBEHHbIM TeNNOBOW pesepsyap Bbl4an cucreme Ten
noty (@) —Q,)=Q, xoTopaA BCA npeepaTMTCA B paboTy. Ho 3Tum Hapywa-
eTrcA npuHumn (1.34), onpeaenAowMiA CyTe BTOPOro 3aKOHa TEPMOANHAMUKMN.
AnA TOoro utobbl TaKOro HapyweHUA He BbINO, OKPY>KaloWaA cpena A0MNKHA
pacrionaraTe Kak MWHAMYM ABYMA OTNMYAIOLUIMMCA MEXAY coboin Tennosbl
MW pe3epByapaMMu, OAMH U3 KOTOPbIX CHabx#aer cucteMy Tennoton, a BTOpow
OTHAMAET Yy CMCTeMbl TeNNOTY Ha NPOTAXeHuu unkna. epssid TennoBown pe-
3epayap Mbl GyleM WMeHOBaTb TENNOWCTOYHMKOM, a BTOPOA — XONOAWSLHKU-
koM. Paznuume TenNNOUCTOYHMKA W XONOAWIbHWKA ONpeAenAeTCA Tem, 4TO
KaXAbii M3 HUX YKa3blBaeT Ha Pa3Hoe HanpaBneHwe Tennonepeaaun. Ouesuna-
HO, pa3HMUa MeXAy NEePBbLIM W BTOPLIM 33KOHaMKU 3aK[O4aeTCA B Cneayw-
wem: nepseid 3aKoH 3a6OTUTCA TONbKO O COXPaHEHUWU 3HePruv, B TO BPEMA
KaK BTOPON 3aKOH, He OTPULAA COXPAaHEHUA 3HEePruu, NPeANUChIBaeT Hanpas-
neHve nepefayn TennoTbli. YTO 3HaYMT roBOPUTL O HanpaeneHun? IATo 3HAYUT
yTBepXaaTb, 4TO, NO KPailHeln mepe, B OAHOM U3 ABYX CMy4YaeB CyTb Tennoo6
MeHa 3aKNI0OvaeTCA B nepefaye 3Heprun cucTeme 6e3 BMEWATeNbCTBa KakWX-
nmbo nocropoHHWX cun. B Apyrom cnyvae TennoobmeH onpeaenAeT camMonpo-
M3BONbHYIO Nepeafavy 3HepPrun B CTOPOHY OKPYXawouwen cpeabl. PasHocTb 3Tnx
CaMONpPOU3BONbHLIX TENNOOOMEHOB AacT BenuuMHy paBoTul, BbINOAHEHHON
cucTemoil B uukne. 3To ABNeHWe CaMONPOU3BONbLHOCTU U NPEACTONT UCNONBL3O-
BaTb ANA TOTO, YTOGbI HAUTU KPUTEPUK, NPU NOMOWM KOTOPLIX MOXHO Bbino Gbi
PYKOBOACTBOBAaTLCA B NPOrHO3e HaNpPaBNeHUA NepeaaYn IHepPTvn.

BepHemch elle pa3 K 3anMcu BTOPOro 3aKOHa

Q; - Q, =W,

rae Q, — TennoTva, NOAY4YeHHaA OT TeNNOUCTOYHWKa, a Q; — TennoTa, nepeaaH-
HaA XONOAWMLHUKY Ha NPOTAXeHwu uukna. Paspenum ece Ha Q,. Toraa 1 —
—Q,/Q, =W/Q,. Cnpapa 0T 3Haka paBeHCTBa B YUCNWUTeNe — BbINOSIHEHHAA
paboTa Npu 3aBepLIEHUA CUCTEMONM UMKNIWYECKOro Npouecca; B 3HameHaTene —
nonyYeHHan Ha NPOTAXEHUW 3aBEPLUGHHOrO uKNa TennoTbl. OTHoweHne W/Q, =
=17 umeHyeTcA Ko3dDUUNEHTOM Pone3Horo AedcTBUA. Ecnu Teneps yTBepX-
AaTb, uTo AnA Moboil UMKIMMECKK PaBoTalolwen MawnHbl Ko3(huumneHT no-
Ne3HOro AeMCTBMA MEHbWEe eAuHUUbLI — TO 3TO TOXKe MOMHO paccmaTpuBaTh
KaK MOCTynaT, BbIpaawwuit CyTb BTOPOTO 3aKOHa, NOCKonbky npu =1,
W = Q, yto npoTtusopeunt (1.34).
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MTak, nocTynat He AaeT MHOPMaunk O cteneHu pabotocnoco6HocTn cucTe-
Mbl. OH TonbKO yTBepkaaeT, yto 1< 1. Heob6xoanmo HainTv cnoco6 npespale-
HWA 3TOM0 KaYeCTBEHHOrO YTBeP)KAEHWA B KonuuecTBeHHoe. [LNA 3Toro npose-
Aem cneayrowmi aHanui. CoeaMHUuM ABa TeNNOBLIX pe3epsyapa — TENAOUCTOY-
HUK W XONOAWNLHUK — TennonposoAAwnmM NPyToM. AToT npyT Gyaer cumso-
nmanpoBaTe cucteMy. OT TennoucTouHMKaA cucTema nonydaetr TennoTy @, u
BCIO ee oTaaeT xonoannbHuky. Toraa 11 = 0. Mbl He Hapywaem nocTynaT, Ha-
3bIBaeMbI BTOPLIM 3aKOHOM, MOCKONbKY yTBepxaeHwe 7 =0 He npoTvBOpe-
uT yteepxaeHnio 1< 1. CoxpaHAeTCR “ nNepBbii 3aKOH TePMOAUHAMUKMU.
NenctenTensHo, BTOPOI 3aKOH yTBepP»AaeT, 4TO He BCA TennoTa AOfKHa ne-
pexoauTb B paboTy B UMKNMYECKOM NPOUECCe, HO HUYero He CKa3aHoO O TOM,
yTO B8 3TOM NPOUEecCe TeNNoTa He MOXeT ObiTh MepeaaHa XonoavnbHUKy 6Ges
BbiNonHeHNA paboTel. K coXkaneHuio, 3TOT, OAWH U3 KPalWHWX Cny4aesB, He WC-
foNb3yeT 8CeX BO3MOMHOCTEN, 3aN0XeHHbIX BO BTOPOM 3aKoHe. 34eCb NCKNIo-
4aeTCA camo MOHATHME paboTbl W OCTAeTCA TOMbKO MEPBbIA 3aKOH — COXpaHe-
HUE 3HepPruu.

Bropon xpaittuin cnyvain Byger yuuTbiBaTb OCOGEHHOCTU, NPU KOTOPbLIX M3
LWMHA BLINOAHUT MaKCUManNbHO BO3MOXHYK paboty. Mexay 3Tumu KpanHu-
MU CAYYaAMM CYLLECTBYET GEeCKOHeYHOoe MHOXXECTBO LMKAMYECKMX NpOLeccos,
Y KOTOPbIX BennuuHa paboTel ByneT UIMEHATLCA OT HYNR A0 MaKCHManbHO
BOo3MOXHOW. OHM He NpeAcTaBnNAIOT UHTepeca u3-3a CBOed HEeKOHKPETHOCTW.
A BOT CNyYail MaKCMManbHO BO3MOMHOI paboTbl v3-3a CBOEN EAMHCTBEHHO-
CTW oueHb BaxkeH. [nA 3Toro cnyuan oTHowenue W/Q; =1 y nobbix peanbHbix
CUCTEM, UMKMMYECKU pPaboTalowmx Mexxay OAHUMW U TeMU XKe TennonucTouHu-
KOM N XONOAMNBHUKOM, ByaeT uMeTb eAMHCTBEHHOE, OTANYHOE OT HYNA 3Ha-
ueHne. [lectButenbHo, ecnn bbl KOahEUUMEHTHI TONE3HOrO AEGWCTBUA ABYX
MaWvH, KaxAaaA M3 KOTOPbIX paboTaeT B YCNOBMAX MAKCUMAaNbHOro BLINOA-
HeHnA paboTbl, oKalanuch b6bl pasHbiMK, TO 3TO 3HaYUno 6kl cneayowee.

Onn nepeoin mawunbl 1 — Q,/Q, = W/Q,, aana etopoit 1 — @;/Q, =W'/Q,.
Llonyctum npu 3tom, yto W>W'. Torpa Q; — Q, >0, — Q;; Q, <Q;. M=
WKWHbI, B3RB OAWHAKOBOE KONW4YECTBO TeNna y TennoucTOYHUKaA, oThanu Gbi
pa3HOe KOMWYECTBO Tenna XONoAUNbHMKY. B TaKOM cnyvae MOMHO MCKNIO-
YMTb NepPBbIV TENNOUCTOYHMK W CYMTaTL, YTO ABE MALLUWHbLI NOMbL3YIOTCA OAHUM
TENNOUCTONHUKOM ¥ BbINONHAIOT paboTy O; — Q, =W, yTo HapywuT BTOpO#N
3akoH. Mo)xHO npoaHanM3vMpoBaTe W Apyrue BO3MOXHble BapuavTel. Ho Bce
OHW, B MTOre, ByayT MCKNOMaTL OAUH U3 TennoucTouHukoe. Y1obbl BTOpPON
3aKOH He HapywancA, AnA nobbix MawuH C pasHbiM paboyum BewecTsom
npy MaKcUManbHO BO3MOXHOW paboTe B8 uMkne W/Q; ponwHO WMeTb 0AHO
¥ TO Xe 3Ha4yeHue, eCNn y BCEX Y HUX UNKN COBEPLIAETCA MeXAY OAHNM U TeM
e HarpeBaTenem M XOMoAUMbHUKOM. JTO HaBOAMT Ha MbICAb, YTO Harpesa-
Tens, otaalowmii Tennoty Q;, U XoNOAUABHUK, NpPUHMMalOWMA Tennoty Q,,
06napaloT Kakumn-To 0cobbimu yHkunAMn coctoaHnA Flg;) m flg, ), KoTo-
pble v obecneynBardT NOCTOAHCTBO OTHoweHWA Q,/Q; ANA coBepweHHO pas-
HbIX CUCTEM, paboTaloWwnX 8 UM KNe.

Haszoeem 311 dyHxkumm TennosbiMu. He pacnonaral mx 3HaYeHUAMW U He
MMER NPefCTaBneHnA O UX BUAE, MOXHO BCe XXE YTBEeP#AaTb, YTO AONKHA CyLle-
CTBOBaTh CMeAYoLWan 3aBUCUMOCTb

0,/Q, =flq;)/ flg;),

rae flg;) —Tennosan dyHKUMA XONOAMNbHWKE, OTPaXKalOWaA ero CBOMCTBa, a
f(g;) — aHanorvuHan TennoBaA (GyYHKUWA HarpesaTenA. JTO oOveBMAHO, NO-
CKONbKY MaKCMManbHbii KO3GEPUUMEHT NONE3HOMo AGNCTBUA Y BCEX MaLLUH,
paboTalowrx Mexay OAHUM M Tem Ke HarpesaTenemM v XONOAUNBHUKOM, OAMH
M TOT ke, 3 OH CBA3aH C OTHOLLUEHNEM TeNNoT: Nmax = 1 — Q2/Q,.
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Nonb3yAcb npeanonaraemMbiMi YHKUUAMU HarpesaTtenA U XonoAWnbHUKA
3TO Xe BbipaKeHWe MOXXHO 3anNnCaTb B CneaytlouemM Buae:

NMmax = 1 —f{q2)/flgy).

Teneps BoCnob3yeMCA TeM, 4TO B KayeCcTBE  CUCTEMbl Pa3peluaeTcA BbibpaTtb
nwoboe Bewectso. Beab oTHoweHne Q,/Q; Npv BLINONHEHWW CUCTEMON MaK-
cumanbHoi paboTbl He 3aBMCUT OT CBOWCTB BeLeCTBa, NPEACTaBNAIOLLErO CW-
ctemy. BbibepeM B KayecTBe BeulecTBa paboTaloweil CUCTEMbl WAeanbHbI
ra3s, a pabouum umknom 6yaer umkn KapHo. Toraa AnA MakcumMansHoro Koad-
thmumnenTa nonesHoro AaedcTtBuA cornacHo (1.33) okawercA cnpaseanvsoi
cneaylowan 3anucb:

Mimax = 1-=T,/T,,

rae 7, — TemnepaTypa naeanbHOro rala Ha CTaaum nepeaayn TennoTbl XONO-
AMNbHUKY, @ T; — TemnepaTypa vAeanbHOro rasa Ha CTaAvMM NONYYEHWA Ten-
NoTul OT HarpeBaTenA. TaK KaK Tmayx ANA BCEX BElecTB, paboTalowmx Mexay
OAHUM U TeM e XONOANNLHUKOM W HarpesaTesieM, OAMH K TOT XKe, TO MOXXHO
yTBepXAaTh, 4TO OTHOLIEHWE TennosbiXx (YHKUWA HarpesaTenA U XONOAWUNb-
HUKA OAHO3HAaYHO COMOCTAaBNAETCA C OTHOWEHWeM TemMnepaTyp WMAeanbHoro
rasa. A 3to 3HayuT

f(qz)/f(ql) =nT2/nTl. (1.35)
N3 atoro, KoHe4yHO, He cneayeT, YTo
flq)=T. (1.36)

DencrButensHo, u3 toro, 4to 25/5 =125/25 BOBCE He BbITEKaeT pPaBeHCT-
80 25 = 125.

He cyliecTByeT HUKakux MeToaos, nossonawwmx or (1.36) nepedtn
{(1.36) . Buipaenue (1.36) MoxHO ToAbkO nocTynuposatb. Takoe noCTynu-
poBaHue ByaeT KacaTbCA, Kak MNOHATHO, CAMUX OCHOB HayKW, NOCKONbKY pevb
vaeT 06 onpeaeneHMn OAHOIro M3 Ba)KHbIX CBOWCTB peanbHbIX BewecTs, Wme-
Hyemoro TemnepaTypon. OnepupyR 3TUM CBOMCTBOM, Hanpumep, Mbl BBOAW-
N NOHATME TenNoeMKOCTU, KOTOPOe WUCNOMb30BaNoCh NPU aHanwu3e ChNeacTBUi
NepBoro 3akoHa TepMOAMHaMWKK. JTO CBOMCTBO — TemnepaTypa — OTAWYaET
XONOAWNLHUK OT HarpesatenA. [OHATWE TemnepaTypbl, KaK BUANM, NexwuT
B OCHOBE BTOPOro 3akoHa TepmoauHamuku. OxasbiBaeTcA, Bce 06CYyXAeHUA
TepMOAUHAMUKM HEeBO3MOXHO BecTu 6e3 npeactasneHnd o Temnepatype. Yrto-
661 nepeintn ot (1.35) Kk yTteepxaeHuo (1.36) Heo6xoaAvM elie KaKOW-TO NO-
cTynar. Bcnomuunn 06 3TOM CMWKOM MO3JHO: U3MepeHue TeMnepaTypbl
Ka3anock camo cobor pasymewowmmcA, OQHAKO B TOYHLIX HayKax apryMeHTbl
TMna ‘‘camo coboi pa3symetowleecA” unu '‘He BbI3bIBAET COMHEHUR'' — He pa-
6otaot. O6ocHoBaHMeM 3paech cnyxuT nubo Marematuueckuin BbiBOA, NKMbO
noctynat. BeiBoaa caenate Henb3A, a He0o6XOAUMMOCTL HOBOro NOCTynata cra-
na O4YeBMAHOM y>Xe Nocne TOro, Kak nepsbil U BTOPOW 3aKoHbl 6binn chopmy-
nuposaHbl. HO Tak KaKk CBOWCTBO, MMeHyeMoe TeMnepaTypoi, AONXHO npea-
BapATL 06Cy)AeHMe Ha3BaHHbLIX 33KOHOB, HOBbLIW NOCTYNAT NONYYAn HeoGely-
HOEe HaMMEHOBaHWe: HYNeBOW 33KOH TEPMOAWHAMUKMU. Ero dopmMynuposeka
B3ATa U3 paboTul A. 3oMMmepcenbaa:

"CywecTeyeT MYHKUMA COCTORHUA — TemnepaTypa. PaBeHCTBO Temnepa-
TYP BO BCEX TOYKax eCTb YCNnoBue Tennosoro PaBHOBECUMA ABYX CUCTeM mnu
ABYX vYacTeil 0aHOM U Tow xe cucTemsi’’ [B, c. 11].

Temnepatypa. Hynesoi 3akoH TepMOAUHAMWUKW OTKPbIBAET NyTb K NpeBpa-
WeHNI0 TemnepaTypbl — BEeNWUYMHbI, XapaKTEPU3yiolleld COCTORHWE WAEaNbHOro
rasa — B napameTp COCTORHWA NoGoW peanbHOU cucTemsbl. TIpaKTUyeckn 3To
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OCYLWLECTBAIAETCA Npu nomowmn Tepmockona. [lpubop, nMeHyeMbId TepMOCKO-
nom (puc. 1.18), 3anonHeH kakum-HMbyab rasoMm (o6eivHO BOAOPOAOM) . Pe-
anbHLIA a3 Npy AaBNEHUAX NpUMepHO B 1 aTM 1 Temnepatypax, BAM3KUX K
npupoaHbIM, BedeT cebA kak waeanbHbii. [lomecTUM TepMOCKON B Tenno-
VCTOMHUK, MMelWwWi Tennosylo cyHKuMio f{g;) N NoAoKAEM, NOKa yCTaHo-
BUTCA TennoBoe PpaBHoBecve. 3ameTum npesoiwenne (h;) cronbuka pryT!
HaA YyCnoBHOW puckoin A, dukcupylowein NOCTOAHCTBO obvema rasa B Tepmo-

Pue. 1.18. Tepmockon

‘ckone. 3aTeM NOMeCTUM 3TOT >Ke NPMBOP B TENNOUCTOYHUK C TENNOBOW (YHK-
uueit flg,). CHoBa BbICTaBUM BbICOTY cTonBuka pTymn (A3} Tak, yTo6bl 06bEM
raza He Bhiwen 3a pucky A. Ecnu 6bl TENNOUCTOYHUKM UCNONL3OBANUCL Kak
HarpesaTenb W XONOAVNLHUK, a ras Tepmockona Kaxk ‘pabounn ras umkna, To
NOMMHO 6biIN0 6Gbl CYWECTBOBaTL COOTHOLIEHWE ANA MaKCMManbHO BOIMON-
HoW paboTbi: ’

flg, )/f(_ql )=T3/T;.

B TO e BpeMA, COrNacHo HyneBoMy 3aKoHy TepmoanHamnku,flg, ) = Ty nflg,) =
=T,. Bcoortsercreuuc ypasHeHnem Knaneitposa—MeHaeneesa anA uaeancHo-
ro rasa 7; =P, V/R, T, =P, V/R. Noatomy flg,)/flg;) =P;/P;. Camoe we

AaBneHve oNpeAenAeTCcA No AnNMHe ctonbuka pTyTu: P =mg/nr’, rae m — macca
PTYTM Hap puckoi A, § — yckopeHue cBoBGOAHOTO NMafieHWA; 7r’ — nnowaab
ceyeHUA TPyGKM, 3aMONHEHHOW PTYTbi0; MacCy PTYTU MOXHO BbIPa3UTb KaK
npovaseaeHne ee NNOTHOCTU Ha obvem: m = phmr?. Takum obpasom, P = pgh.
Torna f{q2)/flgy) = T2 /Ty =hy/h,.

Ecnu B3ATL B KavecTBe NepBoro TeNNOWCTOYHWKAE KUNAULYI0 BOAY NPU AaB-
neHun, paBHOM oAHoW aTMocdepe, a B Ka4YecTBE BTOPOro — CMeCb BOAbI CO
NLAOM, TOrAa 3KCNEPUMEHTaNbHO W3MepeHHOEe OTHOLWEHWE BbLICOT PTYTH B8
Tpy6Ke AacT senuuuHy

hy/hy =0,73201 = flg;)/flg, ).

Pasgpenum pacctorHue mexay h, u h; Ha cTO vacTei, T.e. Nnpumem, 4to h; —
—h, =100. B pesynbTaTe COBMECTHOrO pEWweHUA 3TUX ABYX YPaBHeHUW Ha-
xoamM: Flq, ) = 373,15; flg,) = 273,15.

MonyveHHaR wWwKana TemnepaTyp npeactaBnAeT wkany KenbBuHa. Camu
YMCneHHble 3HaYeHNWA U3MEpAIOTCA B KenbBuHax. BoT novyemy B TepmoauHamuxe
NPeAnoYTUTENLHO MNONbL3OBATLCA KeENbBMHaAMWU: (QYHKUMA COCTOAHUA f(g) nio-
6oro Tena onpeaenAeTCA ¢ NOMOLLLIO NapameTpa MAeansHoro rasa 7.

Mockonbky ANA MABaNbHOMO rasa CyLllecTBYeT TovkKa abCconwTHOro HynRA,
TO OKa3anocCb, Y4TO ANA YCTAHOBNEHUA WKarbl TemMnepaTyp HeoGxoanma Bcero
euie oaHa Touka. 3a 3Ty Touky BbibpaHa TpoWHaA Toyka Boabl. B cooTeeTcTBUM
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c aTum B 1967 r. Ha XIIl lFeHepanbHO# KOHthepeHUUn No mepam U Becam Gbino
NPUHATO Cneayloliee pelweHune:

"1 xenbBuH cocTaBnAeT 1/273,16 yacTb TePMOAMHAMUUYECKON TemnepaTypbl
TpoiHow Touku Boabl” [11,¢c. 101].

Bo3sspawaAack Kk ypaBHeHuto (1.35), MOXHO yTBep>KAaTh, YTO CBOWCTBO Ten-
NOUCTOYHUKE, ONpedenAloWlee MaKCUManbHbi KoahduumMeHT nonesHoro Aaew-
CTBUR, MOXeET 6biTb YUCNEHHO BbIPAXKEHO TemnepaTypoW WAeanbHOro rasa npu
yCNoBMM TENIOBOro PaBHOBECUA MEXAY TennoucToYHMKOM U pabounm rasom.

B Tom, YTO NpKM MaKcUManbHOM KO3ddULMeHTe NONE3HOro AEACTBUA Harpe-
BaTtens u pabBouee BewecTBC HaxOAATCA B TeNNOBOM DPAaBHOBECUMW, MOMHO Nerko
y6eanTbcA cnepyrowm o6paszom. Ecnu TemnepaTypa HarpesaTenA Bbiwe, 4eMm
y pabouero Bewectsa, To paccMaTpuBanA pabouee BelWeCTBO KaK XONOAWNbHUK,
MeXay HAM W HarpesaTenem MOXXHO MPOBECTW ewe UMKA W NoAyu“uTb Aonon-
HUTeNbHYl0 paboty. B Takom cnyuyae paboTa, coBepwaeman pabouum seluecT-
8oM, He ByaeT makcumanbHoil. Ecnv ke paGouee BewectBo Gyaer meTb Tem-
nepaTypy Bbllie, Yem TemrnepaTypa HarpeeaTenA, TO NO 3aBeplIeHUM LUKNA
paGouee BewW\eCTBO BbLINONHUT Bonbwyio paboTy, Yem NO3BONAET MaKCUMasb-
HbIA KOIDHUUMEHT NONE3HOro AeHCTBUA., AHaNOrMYHbIA aHaNM3 MOXHO CAenaTh
ANA KOHTaKTa pabovee BewecTBo — xonoannbHUK. O6WMiA BLIBOA CNEAYOULIA :
MaKCMManbHbIN Ko3athdMUNEHT NoNe3HOro AencTevA uMKNMuecku paboTawowen
MaluvHbl QTBevaeT YCNOBUAM Tennosoro pPaBHOBECUMA Ha COOTBETCTBYOWMWX
3Tanax NpyM KOHTaKTe C TeNNouCToOYHUKaMM.

Wtax, aBe MawwuHbl — OAHA M3 peanbHOro BEWeCTBa, a APYraA U3 vieans-
HOro rasa, pabotan Mexay OAHUM M TeM Ke HarpesaTenem U XONOAUNbLHUKOM,
6yAyT UMETL OAMH U TOT XXe MaKCUManbHbIM KO3IMMUUNEHT NONe3HOro Aen-
cTeuA. U3 atoro cneayet, 4o y obenx mMawwuH nNo 3asepuleHvn umkna ZQ/T =
=0. Ho y upeansHoro rasa, kak 6bino yxe BbiAcHeHo, 5Q/T = dS. Cneaosa-
TenoHo, 3Ta e hYHKUMA COCTOAHUA MOXeT BbITb onpeaeneda n anA n6oro
peanbHoro BewecTsa. MoaroMy AnA nwboro peanbHoro BewecTsa, paBoTato-
Wero B YC/IOBUAX MEXaHW4eCcKOro U Tennosoro pPaBHOBECMA, MOXKHO 3anucaTb

TdS =dU + PdV. (1.30)

OnAa peancHbix Bewects §Q = TdS cneayeT M3 cpaBHeHWA PaboT B LUWKAK-
4YeCKOM npouecce UAeanbHOW ra3’0BOW MaWWHbI C MalMHOW, NPEeACTaBNeHHOW
peanbHbIM BELWECTEOM MPU YCNOBWW, YTO MaKCUManbiHblit KoadduumeHT no-
Ne3HOro AeMCTBMA Y HUX OAWMH U TOT Xe. JTOT BbIBOA CNeayeT M3 OrpaHuue-
HWA, HanaraembiX BTOPbIM 3aKOHOM TepPMOAUHAMUKKA. MN3MepuB MAeanbHbIM
ra3osbiM TePMOMETPOM TeMRNepaTypy CUCTEeMbl B MOMEHT NONY4YeHURA e Ten-
NOTbl OT TENNOUCTOMHUKAE, MOXHO HBATU W3IMEHEHWEe 3HTPONUU CUCTEMbI:
6Q; /Ty =dS.ycr. ECNn TemMnepaTypbi TENNOUCTOYHUKE U CUCTEMbI OKa3anuCh
OAMHAKOBbLIMY, 3HAYUT CUCTEMa HACTPOEHa Ha BbINOAHEHWE MaKCHUManbHON
paboThi. B 3tom cnyvae dS;yp.cp t dScucr = 0. Ecnu Temnepatypa cucTemb!
OKasanacb HWXe, 4em Temnepatypa HarpesaTens, T0 dS,yxp.cp + dScycr ~ 0.
Konu4ecteo TeNNOThbI, KOTOPOE OTA3ET TEMMOMCTOYHUK, YMEHbLUAET 3HTPONUI0
TENNOUCTOYHWKA, @ NONy4YeHUe 3ITOro X8 KONW4YecTBa TennoTsl CUCTEMOW yee-
AvyueaeT ee aHTponmio. Tak Kak Teyer < Toxp.cp, TO

laol/TOKp.Cpl < IBOI/T(:ucrl
M -8 /Tokpep t+ 8Q/Teyer > 0.

JHTPONMA — KpMTepwid HanpaBNeHHOCTH npouecca. HeobxoauMmbim ycnosu-
eM NpUBEeAEHHOTO Bbille aHanuW3a ABMAETCA Cneaylowiee: TENNOTa, YXOAALLAA

M3 OKpYXaluwen cpeabi, BCA A0MKHA ObITb nonyyeHa cuctemon. Ecnu okpy-
XalUiaA cpega B npouecce nepeaauv TennoTbi NOAYYUT OTKYAA-TO 3IHEPruto
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CO CTOpPOHbLI, W3MeHeHWe ee 3IHTPOnNUU He ByaeT ONpPeAenATLCA OTHOLUEHUEM
Q/T, rpe Q — KONWYECTBO TENNa, NOMYYEHHOrO CUCTEMON. AHanoruuHbiM o6
pa3’oMm cuCTemMa He MOXKET TPaTUTb CBOK 3HEPriio HUKYAa, KPOME KaK B OK-
PYK3I0ULYI0 CpeAy, W30MMPOBAHHYIO ‘0T BCEro OCTanLHOrc Mupa. 3TOT CNOX-
Hbilt KOMMNeKC ''peakuMOHHaR CUCTeMa + OKpyXalowana cpeaa’’ npeactasnAer
cob0ii 0AHY U30NMPOBaHHYI0 TEPMOAVHaMUYECKYIO cucTemy. UcxoaR n3 3toro,
MOXXHO AaTh cneaylowyl (GopMynupoBKY BTOPOro 3aKoHa TepMOAUHAMWUKW.

"[nA moboro npouecca, NPOUCXOAALWIEr0 B W3ONUPOBaHHOW CUCTEMeE, 3H-
TPOMUA KOHEYHOr0 COCTOAHUA HUKOTA2 He MOXET BbiTb MEHbLLIE 3HTPONUK Ha-
yanbHoro coctoAHna’’ [28, c. 52].

B0O3MOXHOCTb BbIBOGA 3HTPOMUW 4epe3 APYTUe NapameTpbl COCTORHWA (no
KpaniHeil Mepe ANA uaeansHbix rasos) 6es npuBneyeHA BTOPOro 3aKOHa Tepmo-
OVMHAMMKU MOCNYXMNAa BbICKA3biBAHWIO HEBEPHbIX CYXAEHWUW, COrNacHo KoTo-
pbiM BTOPOW 33KOH TEPMOAMHAMMKKA He OTAeNUM OT Nepsoro Wnu ABNAETCA
€ro YacTHbIM cniywaem. HeueTKOCTb B pa3feneHny 3aKOHOB CBA3aHa C  npexae-
BpeMeHHbIM BBeaeHWeM nNpeacTaBneHwidi o6 o6patMocTu npoueccos. fnA
Toro uto6bl UaGexaTb 3TOro, Mbl APOBOAUNM aHanu3, OCHOBLIBAACL TONbLKO
Ha YCNOBUAX MEXaHW4eCcKOro paBHosecuA. Takow aHanu3 No3sonun AOWUTWU AO

ypasHennA (1.27). [anee Ha c. 35 cneaosana ¢pasa: "... MNockonsky 6eina
AOCTHIHYTa AOrOBOPEHHOCTL, 4TO § — (hyHKUMA COCTOAHUA. . ."" 1u T.A4.. "[locTur-
HYTa. AOrOBOPEHHOCTb” — 3TO U He MOCTYNaT, U He AOKa3laTenscTBo. Beab ecnu

ycnosue MexaHU4YecKoro PaBHOBECWMA OTCYTCTByeT, To BMecTo (1.27) BO3HW-
KaeT HepaBeHCTBO

6Q aTr aVv

e ¢Cy_ + R —

T T 1’4
WHbIMM cnosamu, ecnn OCHOBLIBATBCA TOMbLKO Ha 3aKOHe COXPaHeHVA 3Hep-
UM, TO HUKaKoOro BbIBOA3 O CYWECTBOBaAHWU IHTPONUM KaK (PYyHKUUU COCTO-
AHMA Aaxe WAEANbHOro rasa cAenartb Henwb3A. [l03TOMy uHorga dopmynupos-
KY BTOPOro 3aKoHa HauuHaioT ¢ ¢pa3sel: 'CyuwecTByeT yHKUMA COCTOAHUA —
aHTponuA”. [lanee cneayeT onpeaeneHWe O BO3PacTaHWW 3HTPORUKN, aHANOruWu-
Hoe npuBoamomy J. depmn. Takum 06pasom, y3aKOHUBAETCA TO, YTO Henb3A
KOPPEKTHO A0Ka3aTh CywecTBoBaHuMe (ByHKUUW COCTORHUA — 3HTpONuUW. IJTy
GyHKUuMI HeoBx0aMMO nocTynupoBaTb. HMCcnNo/ib308aHUE 3HTPONUU 8 KavecTee
KPUTEPUA HaNPaeneHHoCcTU Npoyecca — COBEPWEHHO HOBbIG NOCTYNAT, Ha Cy-
WeCT8083HUE KOTOPO20 NEpE8sIld 3aK0H Oaxce He HaMeKaer.

AnA Yoro ut06bl UCNOML30BAaTh BTOPOM 33KOH He TOAbKO B OYEBUAHOM MpPo-
uecce Tennonepenayd, HO W NPU UCCNEAOBaHWM HaNPaBNIEHUA XUMUYECKUX pe-
aKuUiA, nyHdwe BCEro UCXOaUTL U3 (QOPMYNUPOBKU, BKIOYAIOWENA NOHATUE 3H-
Tponuu.. Ho npexae, 4em 370 Aenatb, HeoGXOAMMO eule pa3 HaNoMHUTb, YTO
npeXxHee NpeacTaBneHue o cucteme A0MKHO ObITb U3MEHEHO.

B kavectBe cuctemMbl A0 cux NOP NPUHUManNocs NMbBo oaAHOPOAHOE BeLuecT-
Bo, NMb60 ugeansHbl ra3. Cucrema oTaeneHa Gbna OT OKPYIKAOWER cpeab!
m3nyecKon wnu  MbICNeHHOW O0BONOYKOW, Yepes KOTOPYK OCYLLeCTBARASCA
obmeH 3Hepruen. HanpasneHwe Takoro o6meHa Mbl 334aBanM NPOU3BONLHO,
no CBOEMY YCMOTPeHulo. BTOpoi 3akoH TepMOAWHAMUKKM OrpaHvuusaeT 3ToT
npov3son. OH npeanucbIBaeT BO3MOXHOCTbL Nepeaayu 3Heprud B M30nMpo-
BaHHOM cCUCTEeMe TONbKO B TOM HanpaBneHuu, KoTopoe OyaeT NpUBOAWTL K
obwemy yBesnunveHuto 3HTponuu. [lo3aTOMy ANA aHanu3a CaMoOfpOU3BOMbLHO-
CTV peansHeIX MPOLECCOB Teneps CUCTEMy HeoBXOAMMO NpeacTasnATb COCTO-
AllEd KAk MWHUMYM M3 ABYX ODOBEKTOB: TOro, KOTOPbIM OTAAET 3HEPruio,
¥ TOro, KOTOPbLIM ee NpUHUMaeT.

Tak KakK paccuMTbIBaTb W3MEHeHue 3HTPONUM Mbl MOXKeM nNoKa TOoNbKO
ANA mAeanbHbiX ra3oB, B KayecTBe OAHOrO M3 OOBLEKTOB NPUMEM LUANHAP
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Puc. 1.19. Moaens, NOACHAIOWAR CaMONPOU3BONbHYIO Nepeaavy TennoTel

C 3aKiHOYeHHbIM B8 Hero uaeanbHbIiM rasom. Bropbim o6bexkToM Gyaer okpy-
»aluiee NPocTpaHcTBo. Heob6xoaumMo uMeTh rapaHTumn, YTO OKpY’Kawouiee npo-
CTPaHCTBO MoOXeT 06MeHMBaTLCA 3Heprven Tonbko C camum o6vekTom. B
APOTUBHOM Cllyyae WU3MEeHeHWe 3HTPONUWU 3TOro NpocTpaHcTea GyaeT KOHTPO-
NUPOBaTbCA HE TONbLKO O0BMeHOM 3Hepruen c BbiOPaHHbIM 06bekTOM. [16G3TO-
MY “4acTb NPOCTPAHCTBa, NpeacTaBnAoulero coboh TennoBoi pedepByap, AOMK-
Ha 6bITb U30NMPOBaHa OT OKPYHAOWEro MUPa U HaXOAUTHCA B KOHTAaKTe TOMb-
KO € u3yyaemblM 06bekTOM. Takum 06pa3om, UMNMHAP C uAeanbHbLIM ra3om
¥ NPOCTPaAHCTBO, KOTOPOE ero OKPy»aeT — BCe 3TO BMecTe B3AToe GyaeT npea-
CTaBNATL ''n3onnMpoBaHHYyd cuctemy’’. CornacHo noctynaty, B TaKow cucTeme
CaMoNpoU3BO0JibHbIA NEPEeXOA 3IHEPrnM OT OAHOMK €e YacTU K ApYron ocyulect-
BWUTCA TONbKO B TOM HanpaBfieHWW, KOTopoe NpuBeaeT K obuweMy yBenuyeHuo
3HTponuu. B panbHelwem Ham yaobHee Byaer npuaepxMBaTbCA CTapbiX Ha-
WMEHOBaHUN, COXPaHUB Ha3BaHWe '‘cucTemMa’” 3a HenocpeacTBeHHbIM O6Gvek-
ToM HabnioaeHnA. Ho npft 3Tom Bcerna Heo6XOAMMO MMETL B BMAY, YTO OKPY-
’KaloWaA cpeAa Ha KaKOM-TO yaaneHun oT ob6bekTa uccnefoBaHUn W3onupo-
BaHa OT BCero OCTafibHOrO Mupa. YunTwbiBaTbCA W3MeHeHue 3HTponuu Gyaer
KaK no OTHoweHuw o6bekTa uccnepoBaHuit (co6GCTBEHHO cUCTeMbl), Tak W
NO OTHOLUEHWIO NPOCTPAHCTBA, ero OKPYXawowero. 3a 3TUM U30NUPOBaHHbLIM
OT BHEWHero MMUpa NPOCTPAHCTBOM Mbl COXP3HMM HauMeHOBaHue ''OKpyXa-
owen cpeabl’”’. O6beKT uccneaosBaHuit Gyaetr npeacTaBNATbL coBon 3aKPbITYIO
CMCTEMY NO OTHOLUEHWI0 K OFOBOPEHHOW Bbille OKpYXaowen cpeae. B aansb-
HenweM '‘3aKpeiTan cuctema’ 6yaeT NOHUMATLCA B 3TOM CMbIChe.

AnA 6onee yrnybneHHoro ynAcHeHuA NOCTaHOBKU' 33434 paccMoOTpUM npo-
LEeCC, BO3HUKAIOWMIA Ha KOHTaKTe ABYX noAacucTem. Y1obbl moxHoO 6bino Boc-
NONL30BATLCA 3HAaKOMBLIM Y)Ke pacvyeTHBIM annapatom, Gyfem CcuuTaTh, 4TO
KaXxaaAn MOACUCTEMA MNpPeACTaBneHa OAHUM MOJIEM OAHOTO U TOFO e uAeansb-
HOro rasa. Kawpaaa noacucTema 3aKiitoyeHa B 4acTb UWANMHAPA W KOHTaKTUPY-
€T APYyr C APYroM uepe3 MEeCTKYH AMATEPMUYECKYHD Neperopoaky, Kak 370
BuAHO M3 puc. 1.19. C Hapy)XHOW CTOPOHbI Ka)XAaA NOACMCTEMA WU3ONUPOBaHa
OT BCEro OCTanbHOro NpocTpaHcTBa. Takum o6pa3om, co3faHbl yCNOBMAR AnA
MEXaHU4YeCKOro PaBHOBECUA MexXAay noacucteMamu. bBygem cuutaTth, YTO oaHa
noacucTeMa umeeT Temneparypy 7,, a BTOpan T".

3a03AMMCA BONPOCOM: KaKOBbI AOMKHLI BbiTb TemnepaTypbl T w'T", ¥T0681 TENNOTA
€caMoOnNPoOu3BONLHO nNepeaasBanack M3 Yactv / 8 yacte //?7 3aApaBbi CMbICH MOXET NOACKE-
3aTh HaM HesBepHbin oTBeT. Kasanocb 6bi, TeNNOTa AONIKH3 NepenaBaTbCA M3 TOW 4acTu
cUCTeMbl, 3HeprMA KOTopo#d Gonbwe. Ho 3HeprvA, KBK 3IKCTEHCWBHAA Benu4YuHa, 38BK-
CMT OT Pa3mMepoB CUCTEMbl. KONUYECTBO 3Heprun B CUCTEME ONPEeAeNAETCA He TONbKO
TemMnepaTypol, HO U ee BennuuHoW. CucTema, ByayyM AOCTaTOMHO GONbLLIOH, MOXeT 06-
napath GONLWMM 3aNacOM 3HEpPruu ¥ HU3IKOW TemnepaTypoi. (('3apaesit cMmbicn’’ ABNA-
eTCA NPOAYKTOM 4enoBeyecKoro pasyma, u coscem He ob6AsaTensHo MaTe-fipupona AON M-
Ha 6bITH YCTPOEHa MEHHO TaK, KaK O Hell aymaioT noau)) [20, c. 16].

MpaBuAabHLIA NOAX0A K PeweHWi0 BOMNpoca AaeT BTOPOW 33aKOH TepMOAWHA-
MUKHN. Tak KaK W3MeHEHWE 3HTPOMUU CUCTEMbLI NPU COBEPLUEHUN €10 MeXaHu-
YECKW pPaBHOBECHOro Mpouecca CBA3aHO C TennoTou 3aBuCMMOCTbio dS = 6Q/T,
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TO ANA NepBOW 4YacTW 3TO M3MeHeHne ByaeT MMeThb OTpuuaTesbHbIM 3HaK, a ANA
BTOPOW — MOMOXWTENbHbLIW, NO 3apaHHOMY Hamk ycnosuio. CornacHo sTopo-
My 33aKOHY TepMOAWHAMUKK, CaMONPOM3BONLHOCTL NpPOuUecca Torga onpege-
NUTCA HepaBeHCTBOM

—ds' +ads" >o. {1.37)
N3 (1.30) u (1.8) ANA M3OXOPUYECKOTrO MEXaHW4YeCKN PaBHOBECHOIO NPOLEcca
dS=CydT/T. (1.38)
MpumennAn 3to K (1.33), Haxoanum
T T
Cyf dTIT>Cy [ dT/T, TXITN >TLT. (1.39)
TH TH

NHaexcamu H 1 K 0603HaveHbl TeMNepaTypbl COOTBETCTBEHHO B Havane v B KOH-
ue npouecca. YpasHeHue (1.39) — KOHEUYHBIA 3Tan, KOTOPOro MOXHO AOCTHT-
HYTb, UCNONLIYA BTOPOW 3aKOH TepMOAVHAMUKK. OTHOLWEHUA KOHEYHbIX Tem
nepatyp K Ha4anbHbIM OCTaOTCA NPOWU3BOABHLIMW. JTO 3HAEYUT, uTO T" u TL
HeonpeaeneHHbl U BTOPOW 3aKOH TePMOAMHAMUKWK He A3eT NyTeh K UX onpe.ue-
neHuo. HyxeH ewe KakoW-TO NOCTyNaT, KOTOPbIM KOHKPeTU3uposan Gbi 3Ha-
YeHUR KOHe4HbIX TemnepaTyp NPU HacTynneHUn COCTOAHUA PaBHOBECWUA. TakoWn
NocTynaT usBecteH. 3TO HyNeBOW 3aKOH Te MOAWHAMUKN. CornacHo emy npm
BOCTYIKEHWU Tepmuuec»xoro paBHOBecUA ' T . Mpumenns 3to « (1.39),
nony4aem T > T . QHTPONUA CUCTEMbI! npu nepeaaye Tennotbl U3 / 8 // 6yper
YBENWYMBATLCA TOrAa, KOrAa HavanbHaA TemnepaTypa B / 6yAeT Bbiwe Havano-
Hon TemnepaTypsl B //, 4TO ABNAETCA HEOGXOAUMBLIM YCNOBMEM CaMONPOW3-
BONLHOCTU npouecca. Ecnu e o6e noacucrems!, npeactasnArowme coboin oa-
HY WM3ONUPOBAHHYIO CUCTEeMY, He OTNMYANUCb BHavyane CBOMMM TemnepaTypa-
Mu, To HepasencTBo (1.39) npespawaetca B paseHctBo Tw/Ty = T/ Ta. B 06
UeM Buie, YYMTbIBAOWEM KaK HanpasBneHvWe Npouecca, Tak W yCNOBWUA PaBHO-
BECUA, MaTeMaTMHECKaA 3anucb BTOPOro 3akoHMa TepMoauHamukn Gyaer Bbl-
rnAaeTs cneayrowmum obpasom

(AS)y, y > 0. (1.40)

WMHpekc U noka3sbiBaeT NOCTOAHCTBO BHYTPEHHE 3HepPruM KOMNNeKca Tenno-
BOW pe3epByap + cobcTBeHHO cucvema. [lnA Toro 4To6bl 3T0T KOMNAeKc Gbin
AMWeH BO3MOXXHOCTM 06MEeHUBATLCA 3HepPruen C BHeWHeW cpeaon NyTemM mexa-
HAYECKMNX B3aUMOENCTBYI, NOCTaBNeH Taxkxke uiaexc V.

A.B. Tn66c — OCHOBONOXHUK XUMUYECKOW TepMOANHAMWUKN — chopmy-
NMPOBaN NPUMHUMN HTPONUN CREAYIOWMM 0Opa3om:

“[nA paBHoBecuA nioboi M3onupoBaHHONW (pa3pRaka Hawa. — M.C.)
cuctemMbl Heo6X0AUMMO ¥ AOCTaTOMHO, YTOObI NpU Bcex BO3MOMMLIX WU3MeHe-
HUAX COCTORHUA CUCTEMbI, HE BAWAIOLWMX Ha ee 3HEPruio, BapuauuA 3HTpONuu
ucyeana unu 6bina orpuuatensHon (6S). <0’ [4, c. 96].

YT1o 3HaumT oTpUuaTenbHaAr BapwaunA 3HTponuu? OB6Go3HayaeT 3ITo cneayto-
wee. Ecnn n3onupoBaHHaA cucTema nNpuBefieHa B COCTOAHWE PaBHOBECWUA, TO
3HTPONUA MaKcMMansHa. BcAkoe ynanewvwe ee M3 3TOro COCTOAHWA CONpPOBO-
WA3eTCA YMeHblEeHneM 3IHTponun. PasHuua mexxay HepaBHOBECHLIM M PaBHO-
BECHbLIM COCTOAHMEM AaeT OTPUUaTENLHYIO Bapuauwio. )

W3 npumepa o Tennonepenaye Mexay ABYMA MOACUCTEMAMKN RONXHO ObITb
ACHO, YTO yKa3saHuWe Ha U30NNMPOBAaHHOCTL cUCTeMbi O6A3aTensHo. K coxaneHuio,
WMHOrpa reonoraMu AoNyckKalTcA He6pexxHoCcTV B hOPMYNMPOBKaxX 3TOro 3aKo-
Ha, 4TO NPUBOAUT K HEBEPHbIM UHTEPNPETAUNAM NPUPOAHbIX NPOLECCOB.
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Jonyctum, yTo ABe NOACMCTEMBI, COCTaBNAIOWME OAHY W30AUPOBaHHYIO CU-
CTEMY, HaXOAATCA B MEXaHWYECKOM WU TEpMUYeCKOM paBHoBecun. He Hapywan
3TOrO0 paBHOBECWA, NepeAaauM U3 NepBoW NOACUCTEMbI BO BTOPY!O UCHe3atoule
Manoe KOMMYecTBO TennoTbl. W3MeHeHWe 3JHTPONMM B 33faHHbLIX YCNOBWMAX
Kamaoi 13 NOACMCTEM ONPeaennTCR cneaywmnm obpasom

—dS, =-8Q/T; dS, =580Q/T. (1.41)

Mpyu coxpaHeHMn TepPMWYECKOro PaBHOBECUA C YYETOM HYNeBOro 3aKoHa Tep-
MOAMHAMUKW, TeMnepaTypbl y noacuctem ecnu u 6yayT M3MeHATBCA, TO OAU-
HakoBbiM oBpaiom, Tak uTo Bceraa 7; = T, = 7. CornacHo nepBoMy 3aKOHYy
TEPMOANHAMWUKMU KOSIMNECTBO TennoThl, NepegaHHOEe W3 NepBOW MOACUCTEMbI,
ROMKHO 6bITb PaBHO KONMYECTBY TENNOTbl, NONYYEHHOMY BTOPOW NOACUCTE-
Moit. CKnaabiBaA nesbie U NpaBble 4acTu ypaBHernin (1.41) ¢ yueToM yKasaH-
HbIX OroBOpPOK, NonydYaem — dS; +dS, = 0 uau B uHTerpansHon dopme AS; =
= AS;

-Mpy nepepaue 3HeprMM B YCROBUAX MeXaHU4YECKOro M TepMWUYECKOro paB-
HOBECMA B OAHOPOAHbLIX CUCTEMax, 8 KOTOPbIX He MPOTEKaloT XWMUYecKue
peaKkuum, M3IMEHEHUA 3HTPONMK He MNPOUCXOAUT. ITO 3aKnioueHue ABNAETCA
YpE3BbINAUHO BaXHbIM, MOCKOMbKY NO3BOAAET aHANU3UPOBaTL W3MeHeHWe 3H-
TPONWN OKPYIKAIOLWEA CPeabl, MCMONb3yA MOAENb TEPMUYECKW PaBHOBECHOIO
3T0# cpeae npouecca, Ho NPOTEKAOWEro B CUCTEMeE.

U3meHeHne IHTPONMU NPU MeXAHUYECKUX MepeMelleHMAX. AHann3anpyna
u3MeHeHne 3HTpoNMKU nNpu obmeHe 3Heprued MeXAY CUCTEMON W OKPYXaro-
wied cpeno#, Mbl BbiHYXAEHb! 6bINM COXPaHATL YCNIOBUA MEXaHWYeCKOro pae-
HOBECUA, NOCKOMNIbKY, KaK 3TO ABCTBYET U3 Npeabifyuled rNaBbl, UMEHHO C
WCNONbL30OBaHWEM 3TOr0 YCNOBMA YA3eTCA Nerko M Npocto obocHoBaTh 3H-
TPONUIO KakK HOBYI GYHKUMIO COCTOAHMA. Ho Tak Kak 3HTpPONMA, cornac-
HO BTOPOMY 33KOHY TepMOAMHAMWKWK, RABARETCA YHUBEPCaNbHLIM NOKa3a-
TENEM CaMOTIPOM3BOJNILHOCTU Npouecca, HepPaBHOBECHOCTb MexaHU4YeCKUX B3a-
MMOAGACTBAN MEXRY CUCTEMOW W OKPYXAOLWer CPeAon AOSKHA TaKxe oT-
pa)kaTbCA Ha ee U3MeHeHWW. PaccMOTpUM, KaK NPOTEKAT M3MEHeHWA 3HTPO-
num 6e3 BMewaTenbCTBa akToB Tennonepepayu. lNpouecc, npuroaHblid AnA Ta-
KOrO aHann3a, Ha3blBaeTcA agnabaTvyeckum.

PaBHOBECHOE B MEXaHMYECKOM OTHOLWEHWWU PacliMpeHue UAW CxaTue uae-
anbHOro rasa B agvMabaTuyecKUx NPOUEccax OMUCbIBAeTCA ypasHeHuem [yac-
coHa (1.22). Ha puc. 1.20 3atoMy ypaBHeHUI0 COOTBETCTBYeT nuHuA AB. -
6ble Hanepea 3aayMaHHbie HepaBHOBECHbIE PAacWMPEHWA, 3aKaHYMBAIOLIMECA
Ha TO e usoxope B B, MoxxHO pa3buTe Ha ABe KaTeropuu. ¥ OQHOWM KaTe-
ropun OKOH4aHue npouecca ByaeT GUKCMPOBATLCA HUXKe TOYKM B, a y apy-
roi 3aseplreHne HacTynuT B obnacTM opauHaT, nexxawmx sbiwe Touyku B. Co-
rNacHO BTOPOMY 3aKOHY TePMOAMHAMMUKMK, CAMONPOWU3BONbLHLIMW OKAaXYTCA
Te Npoueccbl, MPU BbINOMHEHUA KOTOPbIX 3IHTPoNUA 6yReT yBenuyYMBaTLCA.
OnA n6biXx BapuaHTOB W3MeHEHWe 3HTPONMM MOXKHO OMNpeaenvuTb NO Yypas-
Hennto (1.28).

AS = CyIn(Tg/T4) + AR In(Vg/Vy). (1.42)
MNoAcTpouHble MHABKCHI NOKa3biBalOT COCTORHWE NApPamMeTPOB B Hayane U KoH-
ue npouecca. [ANA mexaHAYECKW PaBHOBECHOro aanabaTU4YecKoro paclumpe-
HWA (YHKUMOHANbHAA 3aBUCUMOCTb AaBfneHuA U o6Lema 3apaHa ypaBHeHuem

Myaccona (1.22). Cpenaem 3ameHy 8 3TOM ypaBHeHwn, Bbipasue P uvepes T,
ANA Yero BOCNoNb3yeMcA ypasHeHuem KnanenpoHa—MeHaeneesa (1.5) :

(RTL IV = (RTLIV,)VY: Ty " =T, v 1

(TL TV = (V2 IV R, Cyln(TL/Ty) = — Rin(Va/V, ).
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Puc. 1.20. PasHoBecHOe n HepaBHOBECHOe aavabaTMyeckoe pacluMpeHue rasa
- Pue. 1.21. PaBHoBecHoe n HepaBHOBecHoe agnabatmyeckoe c)katue rasa

OuesuaHo, ANA paaHosecHoro aamabatuyeckoro npouecca CpIn( 7,/ 71) +
+ RiIn(V,/V;) = 0.Toraaus (1.42) nony4aem ypaBHeHue paBHOBECHOW aana-
6artbi: |,

AS=Cyin(Ty/T4) +RIn (Vg/V,) =0.

MNpu HepaBHOBECHOM MpOUECcCe COrnacHo NoOCTynaty AOMKHO cobnopatscA
HepaBeHCTBO

AS=CyIn(T/T4) +Rln (Vg/V,4) > 0.

BbiuTeM U3 3TOrO ypaBHeHUA ypaBHeHWe paBHoBecHOW aanabatel. Toraa
AS=Cy,In(T/Tg) >0.

Otkyna T > Ty. Takum 06pa3oM, BCAKUIA HePaBHOBECHbLIW CaMONPON3BONbHbLIMA
Npouecc, 3aKaHYMBAIOWMWACA Ha TOW Xe CaMOi M30Xope, YTO U PABHOBECHbIM,
aomxeH MMeTs Bonee BLICOKYIO TEMMEpaTypy, Yem TemMnepatypa B KoHUe pag
HoBecHOro aauabaTuveckoro npouecca. Mo ypasHeduto KnanerpoHa—MeHae
neeBa MOXHO ONpPeaenuTb, KakKou o6nacTu W3oXopbl OTEEYaeT T3 TemMnepatypa.
flpu noctoAHHOM V u3 ypaBHenuA (1.5) cneayer, YTo 6Gonee BbICOKOW Temne-
patype Gynet oTBedats 6onee BbicOKOe AaBneHne. CneaoBaTensHO, CaMONPON3-
BONbHLIMKY aanabaTuyeCKMMKU MPOUECCaMN OKaXXYTCA BCE NMPOUECCHI, nexauime
Bbllue paBHOBECHOW aanabatb!.

MNpu aavabaTuveckoM npouecce paboTa BbLINONHAETCA 33 CYEeT BHYTPeHHeW
3Heprum cvucTeMbl. A cornacHo (1.8) nameHeHue BHyTpeHHei aHepruu nponop-
UMOHaNbLHO M3MeHeHuo TeMnepatypbl. Mo3ToMy, YeM Bbile TemnepaTypa oKa
3anacb B KOHUE Npouecca, TeM MeHblle CUCTeMe MPUWINOCL 33TpaTuTb CBOEW
co6CTBEHHOM 3HEepruun Ha BoiNonHenue paboTtbi. CucTema coBepLIEHHO He NoTpa
TUT CBOKO 3Hepruvio, ecnu aauabarudeckoe pacluMpeHue Npou3onaeT B NYCTOTY.
Hao6opoT, MakcumanbHO BO3MOXHAA 3aTparta 3Heprun 6yanet Heobxoauma nNpu
BbINOAIHEHUN PABHOBECHOrO B MBXAHUYECKOM OTHOLIEeHMW npouecca. bonelian
3aTpaTta 3Hepruu, CONpPoOBOXXAAWWAACA 60nee rnyboKuM MNOHMKeHWeM Temne
paTypbl, HEBO3MOXHA, NOCKONbKY TaKOW NPOUECC AO0/MKEH NPOTeKaTb NPOTUB
6onee BLICOKOrO BHELWHEr O AaBAEHUA- W GyaeT CONPOBOXAATLCA NOHWKEHNEM
3HTPONUK.

Kasanock 6bl, 4TO aHanu3 TakUX NPOLECCOB COBEPLUEHHO He CONOCTaBUM
€ paHee BbICKa3aHHbLIMU NPEACTaBNEHUAMMN 06 IHTPONUM, KaK BenuyuHe, CeA-
3aHHOW C KONWYeCTBOM NepeaaBaeMon TensoTei. ITO AANEKO He TakK. JHepreTu
YecKkMin ananu3 Heobxoaum 6bin AnNA TOoro, 4robbl OBHapyXuTe 3HTpONUio,
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Kak dyHKuUMio cocToRHUA. Mocne Toro, Kak ato 66iN0 BLIACHEHO M ONpeaeneHa
CBA3b C NapameTpaMu COCTOAHWA, PacyeT ee u3MeHeHuA MoxeT 6biTb Npous-
BeaeH 4epes u3MeHeHWe WU3MEPUMBbIX NapameTpoB COCTORHUA, B 4aCTHOCTW
(1.28).. 3T0 He 3HAYMT, KOHEYHO, YTO MPU XKEenaHWK Henb3A CBA3aTL IHTPONMIO
C KOMUYECTBOM 3Heprun, 06MeHeHHON MeXay CMCTEMO N OKPYIXXaloLlein cpeaon
nyTem Tennonepeaayu.

L\nA npoaBwxeHnA U3 Toukn B B nmobyto Touky B’ no usoxope, cucreme
Heo6XoauMO Nony4MTL TennoTy, uTobbl NOBBLICUTL CBO TemnepaTypy oT.-Tp
ao T'. Ecnu 3To KONW4ECTBO TenNOTbl NOAENUTH Ha TeMNepaTypy, Npu KOTo-
PO NPOMCXOAWT ee nepefaya, TO NOMYYUTCA BENUYMHA, B TOYHOCTU COOTBET-
CTBYIOLWLEA NPWPALLEHNI0 3HTPONUK NPKU NPOTeKaHUU agnabaTryecKoro nNpouecca
wiAsB".

PaccmoTtpum Tenepb npouecc aamaGatuveckoro cxxatuA {puc. 1.21) . Mepexoa
M3 B B A paBHOBEeCHbIM NYTEM He CONPOBOXAIETCA M3MEHEHWEM 3HTPOMUM.
Bce Touxu, nexawme Ha KOHEYHOW W3OXOPE, HO Bbiwe A, OTPAKaOT NPOTeKa
Hue CamMoNpou3BONLHOrO NPOoUEcca, NOCKONbKY B nobon Touke A”  Temnepa-
Typa Bbiwe, Yem B A. Bce Touku, nexawme Hwke A, Henv3n agvabaTuuecku
AocTuibL U3 B, NnockonbKy Takue Npouecchl 6yayT CONpoOBOXAATLCA yMEHbiLEe
HUeM 3HTpoNUu.

Myt AB”" na puc. 1.20 n BA"' Ha puc. 1.21 oKaxyTCA HepaBHOBECHbIMH
TONLKO B TOM cnyuae, ecnu npoueccel GyayTy cTporo agmnabatuveckumu. Mox-
HO- NPOBECTH NPOUECCE! MO YKa3aHHbIM NYTAM TakK, 4To6klI NpY WX peanu3auvu
cucTemMa nonyvyana unu OTAaBana TennioTy, a caM NMPOLECC NPOXOAMN B YCNO-
BUAX. MEXaHWUYECKOrO paBHOBecwA. Ecnu TemnepaTypul cMCTeMbl U OKpyXKaio-
WeW cpeabl NPy Takux npoueccax 6yayT cosnaaats, To cornacHo (1.41) aHTpo-
NUA NPOUECcCa OCTaHeTCA HEeW3MEHHOW, a8 3HTPONUA cucTeMbi Bo3pacteT. Mpu
NPOTEeKaHUN NPOUECCa B YCNOBUAX MEXaHWYECKOro paBHOBECUA CHCTeMa AOoMXK-
Ha GyaeT KOMNEHCUPOBaTb PacXOA BHYTDEHHER 3HEPruW 33 CYeT MONyHeHuA
TeNnnoTbl U3 OKPYXKAOWEN cpeabl. i

Y106b1 OGHapPYXUTh N3MEHeHUe 3HTPONUK,0ByCcNOBNEHHOE Pa3HOCTLIO TeMne-
paTyp CMCTEMb! M OKpYXXalolwen cpeabl ANA Kakux-nn6o npoueccos, Heobxo-
AVMO NPOBOAUTL UX B YCNOBUAX MEXaHWYECKOrO PaBHOBECURA, T.e. B YCNOBURX,
KOrAa AaBneHwe CO CTOPOHbLI CUCTEMbl PAaBHO CONPOTUBAEHWUIO OKPYXarowewn
cpeabl. Kak ACHO U3 npeabiayllero, 3To ycnosue COOTBETCTBYET MaKCUMANLHO
BO3MOXHOMW paboTe, BbINOAHAEMOW CHMCTEMOI MnK Haa HeW. [pu aTom MexaHw
YecKU 3Tan NPOUECCOB He CONPOBOMJAAETCA U3MeHeHWeM 3HTponmu. llposo-
AR NPOLECCLl NPU MEXAHMYECKU PaBHOBECHbIX YCNOBWAX, YAAnoch NpeacTa
BATL M3MEHEHUe 3MTPONUKM CUCTEMb) 4Yepe3 KonuvyecTBo o6GmeHuBaeMown Terr
NOTbl, a caMy 3HTPONUIO KaK TennoByt thyHKUMIO COCTOAHMA cucTemsbl. Ec-
TeCTBeHHO, KaK TONbKO 6yAeT CHATO ycnoBve MexaHWYecKOro pPasHOBECWA,
M3MEHEHNE 3HTPOMNUU CUCTEMbI YXe Henb3A GyaeT NOACYUTATL NO KONUYECTBY
obmeHusaemMoii Tennotel. Ho 6naroaapA ToMy, YTO ANA YCNOBUA MeXaHU4ECKO-
ro paBHOBECUA W3MeHeHUe IHTPONUN MOXHO 6bINno 3aaaTs BeipaxeHuem (1.41),
yaanoce nonyunth ypasHeHue (1.30). 3To ypaBHeHWe NPUMeHWMO ANA OAHO-
POAHOW CUCTEMbI, y4acTeyowed B8 NoGbiX PaBHOBECHbLIX WU HEPAaBHOBECHLIX
npoueccax, NOCKONAbKY OHO COCTaBMEHO W3 BenNW4YWH, ABNAIOWMXCA NapameTpa
MM U YHKUMAMU COCTOAHUA. JHepreTv4eCkuii cMbicn ypasHexwe (1.30)
npnobpetaeT Toraga, Koraa npouecc NPoTeKaeT B YCNOBUAX MeXaHWYECKOro
M TepMHU4ecKOoro paBHoBecuA. B 3Tux ycnoBuAx 3HTPONWA NPOUECC3, NoAvepK-
HeM: He CMCTeMbl, a npouecca, He 6yaeT U3MeHATLCA Ha no6om 3Ttane. [Ipoyec-
Cbl U YUKNbI, 8 PE3ynbTare KOTOPbIX IHTPONUA OCTaeTcA Heu3IMeHHoU, HOCAT
Hazearue obparumbix. ANA pacCMOTPEHHLIX HAMW OAHOPOAHLIX cucTeM o6Gpatn
Mbi#i Npouecc — 3TO NPOUECC, NPOTeKawWuUin B COCTORHUU TENNOBOro U Mexa
HUYECKOro paBHOBECWA, T.e. B TaKOM COCTORHUM, KOrAa HacTynaer npeaen

52



BO3MOXHOCTE CAMOMPOW3BONBHOW nNepeaaun 3Heprun. [o3TOMy HUKaKoro
npouecca daKTuyecku He Gyaer. MpoBOAUTL TaKoW NPOUECC MOXHO TONbKO
MbICNEHHO, 3TO ‘'HeecTecTBeHHbIW'' npouecc. Takoe HauMeHOBaHwWe Apan emy
M. Mnank [21]. Mpouecc, cCONPOBOXAAIWMIACA YBENWYEHUEM 3HTPONWM W,
CNeaoBaTENLHO, NPOTEKAWKWIA CaMONPON3BONLHO, BbiN Ha3BaH 3TUM UccneaoBa
Tenem ‘‘ecTecTBeHHbIM’'. K coXanenuio, 3TO yAaYyHOe HauMeHOBaHWe He NpuBw
Nnocb v BCEe ECTeCTBEHHO MpoOTeKawwue NPoueccs! B TepMoAUHaMMKe HOCAT
Ha3aeaHue HeobBpaTUMbIX.

~ PacyeT M3MeHEHWA HTPONUM peansHbiX ORHOPOAHLIX BewecTs. [inAa nony-
YeHUA GopMyN, NO3IBONAKWMX MNPOMIBOAUTL pacyeT W3MeHEHWA 3HTponuu
OAHOPOAHBIX BewecTs, BOCNONb3YeMCA OCHOBHLIM ypaBHeHWEM TePMOANHaMu-
ku (1.30). AnA uaeanbHbIX ra3os 3ato ypaBHeHWe MOXHO 6bino Bbl 3anucath
cnepylowmm o6paaom: dS = C,dT/T + RdV/V. Mpuatom ucnonb3lyerca ycno-
BUE, YTO U3MeHeHWe BHYTpeHHeW 3HepTuu ABNARETCA (PyHKUUeW TONbKO Temne
patypbl. Mpn pa6oTe ¢ peansHbIMKU ra3aMun CTano OYEBUAHBLIM, YTO BHYTPEHHAR
3HepruA rasa M3MeHAETCA He TONbKO C U3MeHeHueM Temrnepatypbl, HO ¥ C U3-
meHeHnem obrema. KT1o umen aeno ¢ 6annoHamn, HaNONHEHHbIMKU YT NEKUCNBIM
raaom, He MOr He 3aMeTWTh, YTO NpPU OTKPLIBAHUA BEHTUNA Y BbLIXOAA YrNeKuc
noro rasa u3 6annoHOB NPOUCXOAWT 3aMopaXkuBaHue. CBA3aHO 3TO € TaK Hasbh
BaeMeIM 3dhdexTomM [xoynA—TomcoHa, a o6ycnoeneHo TeMm, 4To, PACLUKPAACSH,
YTReKUCAbIA ra3 TPaTUT BHYTPEHHIOW 3HEepPruio Ha ocnabneHue CBA3W MeXAYy
Monexkynamu. He y Bcex ra3oB BHYTPEHHAR 3HEPTVA yMEHbLIAeTCA Npu yeenn
-yeHuu obbvema. B HEKOTOPLIX CNyvyaAX NPOUCXOAUT ee yBenuvenue. Bce 3to 8
NpuHUMUNe NO3BONAET rOBOPUTL, YTO Y PeanbHbiX BewecTs (He TOALKO y ra3os)
BHYTPEHHAR 3HEPruA 3aBUCUT OT 3aHMMaeMoro obbvema.

Takum o6pa3zom, ecim AnA maeanbHbix rasos U=f(T), To AnA peanbHbIX

sBewecTts U= (T, V). N3 aToro cneayer, 4To ANA peanbHbiX BeLecTs

dU = BU/AT),dT + (BU/aV) dV;
dU =C,dT + (dU/a V) dV.

3HaueHue 4acTHOA NPOU3BOAHON BO BTOPOM CNaraeMoM He UMeeT TaKoro KoH
KPeTHOro (hUINMECKOrO CMbICNA, KaK 4acTHaA NpOU3BOAHAA fepBOro cnarae
mMoro. [InA BLIACHEHWA €ro BOCMONb3YeMCA NPUMepoM. 3anuiiem ypasHeHue
(1.30) cneayroumm obpasom: dU = TdS — PdV. Npoaubdeperumpyem ero no
06beMy Npu NOCTOAHHOW TemnepaTtype: (3U/3V),=T(0S/aV)r —P.

Ana npeansHoro rasa (0U/9V)y =0.MNo3atomy AnA naeansHoro rasa umeer
mecTo coorHowenne: (3S/0V)r =p/T. Acnonesyn ypasHeHne Knane#poHa—
Metineneesa, aTO e COOTHOLIEHWE MOXHO 3anucate (3S/0V); = R/V.B ceow
ovyepeab u3 ypasHeuun KnaneiipoHa—MeHaeneesa cneayer, 4TO Npy  NOCTOAH
HoM o6veme R/V = (8P/3T) .

Takum o6pasom

(0S/0V) = (3P/3T)y,. (1.43)
3Ta 3aBUCUMOCTb, UMeHyeMad COOTHOoWeHueM MakcBenna, vmeeT Hecnox-
HbI, HO CTPOFrWMiA MaTeMaTU4eCKWH BbIBOA, KOTOPbIW BbiHeceH B NpUNoXeHue.

A ceitvac 3aKoHYUM npeobpasosanunn: (0U/0V) . = T(aP/aT),, — P.
Takum o6pasom '

dU=C,dT+ (T(8P/AT), — PldV.

Noactasum 3Havewune dU s (1.30)
TdS =Cy,dT + T(0P/3T)dV.
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Kak n anAa maeanbHbIX ra3’os, ANA peanbHsIX BEWECTB B M30XOPUYECKOM NPo-
ueccedV =0. Toraa

T,
AS= [ Cy dT/T,
T

YTO NONHOCTLIO coBnagaetc (1.38) .
AnanorwyHo, anA uaobapuueckoro npouecca (1.30), (1.12) u (1.16) aawlor

T

AS= [ CpdT/T. (1.44)

T,

MockonbKy Yy peanbHbIX BewecTs TennoeMKOCTb ABNAETCA  (yHKUMen
TeMNEepParTypbi, BbIYMCNINUTD U3MEHEHWe 3HTPONUU cucTembl Be3 akcnepumeHTant
Hbix onpeaeneHun 3aBucumocTtei Cy, = F (T) n Cp = F(T) nesoamoxHo.

OueHnM naMeHeHMe 3HTPONUKU PeanbHOro OAHOPOAHOIO BELWECTBA Npu ero
N30TEePMUYECKOM PacLUUpPeHnn UNu OKatuu. [LNA 3TOro Cpasy MOXHO UCNONb-
30BaTh BbiBEeAeHHOe YXe cooTHouwleHuwe Mawcsenna (1.43). U3 atoro cooTHo
LEHWA CABAYET, YTO ANIA W30TepMudeckoro npouecca dS = (0P/0T) dV.

Mpoussoanan (0P/0T);, xoTA ¥ nNpeacTaBneHa U3MEHEHWAMU NapameTpos
COCTOAHUA, T.e. HENnOCPeACTBEHHO W3MEPUMbIMKU BENUYMHAMK 3KCNEpPUMEH-
TanbHO He MOXKeT 6biTh OnNpeAeneHa: HEBO3MOXHO YAEpPXaTb NOCTOAHHbINA
o6veM M3MepAeMOro Tena Npu M3MeHeHWW TemnepaTypul. Ho 3Ty npowssoa-
HYI0O MOXHO BblYuCAnUTL. [ANA 3TOro CHOBa HyXHO NpuberHyTs K Anddeper
UMpOBaHUIO B YacTHbIX NPOM3BOAHBLIX. Bocnone3dyemcA oblium BuAOM ypae
Het 'A-cocToAHmA F (P, V, T) = 0.

W3 3toro ypaBHeHWR cneayerT, To

V=pl(T, P).
A 3TO B CBOKW OYepenb NO3IBONAET 3aMNCATL

dV = (3V/3P)rdP + (3V/dT)pdT.

HasosemM #306apHbiM KO3DDUUMEHTOM paclLMpeHUR a CAEAYIOWYID 3dKcne-
PpUuMeHTanbHO onpeaenuMy0 NPOU3IBOAHYHHO

a=(1/V)@V/an,.

AHanoruyHan 3aBUCUMOCTb, OMNpeAeneHHaAa npu NOCTORHHOM Temnepatype,
MMeHYeTCA K03(hHNUNMEHTOM W3OTEPMUYECKON CUMABMOCTH 1

Br=—(1/V)(@V/OP)r.

Taxkum obpasom dV = —f.VdP + aVdT. Mpu noctoAHHom obbeme dV = 0. Mos-
TOMY

Brdp = adT.

Ortciona BoiTeKkaet
(0P/3T)y, = a/fir.
Bennumibl a u f npueeaeHbl B CNpaBoOMHUKAX ANIR MHOTUX BeuiecTs. 3To

NO3BONAET PacCYUTLIBaTh W3MeHeHne 3HTPONUU pPeanbHbIX NPOCTLIX BewecTs
B M30TepMUYECKNX YCNOBUAX No dopmyne

AS = f (ﬂ/ﬁr)d[/.
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leyroe cooTtHoweHue MakcBenna no3sonner paccunTaTh N3MEHeHue 3HTPO
nMn B N3oTepMnyecKnx ycnosuAx Npm u3mMeHeHnn aasneHun

(3S/3P) 7 = — (3V/3T)p = — Va. (1.45)

PacyeT n3MeHeHWA 3HTPONMU Npouecca NPu CaMoONPOU3BONBHOM ero Npo-
TekaWun. HayHem € TPaaWUMOHHOIO UMAWHAPA C NOPLWHEM, B KOTOPOM 3aK0-
YeH OaMH MONbL wgeansHoro rasa. MopweHs MoxeT cBo6oaHO NepeMewaTbCcA
6e3 TpeHuR. a3 umeeT TemnepaTypy 7. BHeceM 3Ty cucTemy B nomelueHue,
TeMnepaTypa Kotoporo 7,. [lnA KOHKpeTHoCcTW aonyctum, yto T, > T,. B pe
3ynbTarte HayHeTCA CaMONPOW3BONbHbLIA MPOUECC PasorpeBaHWA rasa CUCTEMbI,
KOTOPbIA 6yaeT ANUTLCA A0 TeX Nnop, NokKa TemnepaTtypa ero He cTaHeT paBHOW
TemnepaTtype nomeuieHUA. [laBreHve B NOMELIEHUWW OCTAETCA NMOCTOAHHBLIM.
B cucteme nasneHue Taroke NOCTOAHHOE, NOCKONLKY NO Mepe NoAyYeHWA Tenna
M NOBLIWEHWA CBOeN TemMnepaTypbi ras, 3aKmiOYeHHbId B UMAWHAP, PAaCLUMPR-
eTCA: NOopueHb, OrPaHNYMBaLWMKA ero o6beM, MoXeT CBOG0OAHO NepeMeLaTheA.
W3meHeHue 3HTPONWU rasa B 3ITOM Cnydae paccumtbiBaeTcA No ypasHeHuto (1.41) .

Kak onpeaenvTs MameHeHne IHTPONUU OKpPy>Kaowen cpeabl? Mbi He 3Haem
HU KOnNWYecTea rasa, KOTOPbIA 3aNONHAGT KOMHATY, HM ero coctTas (3To 3HauuT,
He MMEEeM BO3MOXHOCTW BbLIMUCNUTL ero TennoemkocTs). Ho aBe Bewn Ham
u3BecTHbl. Bo-nepBbix, N3BECTHO, YTO CPEAa, OKPYXKalOWaA CUCTEMY, M30ONUPO-
8aHa OT -OCTanbHOro mupa. AT ycnoeuA Bbinu 3agaHbl. CnegoBatensHo, cpeaa
MOXXeT OOMEHUBATLCA 3Hepruer TonbKO ¢ cucTeMon. Bo BTOPbIX, MOXXHO TOYHO
onpeaennTb 3HEPruio, KOTOPYH NOAYYUT CUCTEMa NpW BblPaBHUBAHWUWM CBOEN
TemMnepaTypsl A0 Temnepatypbl OKpyxawowen cpeabl. Nockonsky AasneHune
raza oCTaeTCA MNOCTOAHHLIM U PaBHbIM AABNEHUIO OKPYXXalowewn cpeasl, TO
KONWYECTBO OTAAHHOW OKPY>KalowWwen CPeaoV TennoThl OUEHWBaeTCA No ysenw
YEHUIO IHTaNbLNUK cucTemsbl. UCXoAR 13 3TOFO, MOXKHO 3anucaTk

- OOKp.Cp =AHcuer

—Qoxp.cp/T2 = AH/T; —n3meneune aHTponun. Ho B AaHHOM cny4ae 370
6yaeT un3MeHeHMe I3HTpoNuM OKpyKawowenr cpeabt. CornacHo nonydeHHomy
BbIPAXEHNO

ASoxp.cp =—AHeycr/Ta,

Takum 06pa3oM ypaeTcA BblPa3MTe W3MEHeHUe 3HTPOMUU OKPYXKaloLLei
Cpeabl Yepe3 u3MeHeHWe (YHKUWMM COCTOAHWA UCMNbITYEMON cucteMbl. [nA
MOMPOW3BONLHLIX MPOLECCOB BTOPOA 3aKOH NPEANUCLIBAET HepaBeHCTBO

A'smq:u.cp +AScyer > 0.

loacTaHoska AS oxp.cp NOMBOAMUT B CBOKD QUEDefb K HeparewHcTayY
—AH/T; + AScyer > 0.

Mocne ymHoxeHuAa Ha (—T,) nonyyaem
AH - T, AS<NO. (1.46)

Boipaxenne (1.46) He HeceT 6Gonbweil uHdopmMauun, 4emM  KOHCTaTaumA
haKTa yBenAnYEHUA 3HTPONUM NPV CaMONpPOU3BONLHOM NPOLECCE B U30NUPOBaH-
Hol cucTeme. B To e BpeMA OHO o4eHb YAO6HO AnA ucnons3oBaHuA no gopme.
3necb aHanu3 u3MeHeHWA 3HTPONUK Npouecca pewwaeTCA C MOMOLLLIO NapameT-
poB, OTHOCALMXCA TONbKO K cobcTBeHHo cucTeme. [eiacteutensHo AH —
U3MeHeHue 3HTanbNuy COBCTBEHHO cUCTeMbl B m3oBapuyeckom npouecce. 310
KanopuyYecKan BENWYAHA, KOTOPYID MOXHO u3MepuTs; AS — n3MeHeHne 3H-
Tponuu coBCcTBEHHO CUCTEMbI, NPOUCLLIEALLCE OT MOMEHTa BHeCeHUA ee B OKpPY-
AWy cpeay A0 TOro MOMeHTa, Korfa HacTynuno paBHoBsecwe. JTy Benu-
YUHY MOXKHO paccuuTaTh. )

r
£
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Tabnuwua 1.2

n w03 Ta 0 AGACTBUA MBWWHDLI, PABOTAIOUEH HE OXNAMARI~
WEMCR TENNONUCTOYHNKE
T encremnr, K ' KnAa Tencremsr K Kna
398,15 0,251 348,15 0,144
388,15 0,232 338,15 0,118
378,15 0,212 328,15 0,091
368,15 0,190 318,15 0,083
358,15 0,168 308,15 0,032
298,15 0,00

YpasHeHne (1.46) pnaeT BO3MOXHOCTb MoacuuTaTs obulee n3MeHeHue 3H-
TPONUKM M30NUPOBAHHOW TEPMOLMHAMUYECKOW CUCTEMBI' MO WU3MEHEHWIO napa-
MeTpOB COCTOAHWA TONbKO COBCTBEHHO CUCTEMBI:

Cp AT~ T,Cp In(T,/T,). (1.47)

MaxkcumanbHar nonesHan pabora. PaccmorpuM cneaywlyio mMoaens. B
KOMHaTy, TemrepaTypa KoTopow 25°C (T2—29815K) BHECNU UMNUHAP
C OAHWM MONEM rasa, Temnepatypa kotoporo 125°C (T, = 398,15K) . UunuHap
cHabxeH cBOBOAHO nepemMeutaldWMMCA MOPLUHEM, YTO HeoBxoaKMO ANA TOro,
4To6bl. cobnAaTh NOCTOAHCTBO AABMEHUA UCNLITYEMOro rasa W paBeHCTBO
3TOro paBNeHWA AaBNeHMI0 8 KoMHaTe (okpyxawouwen cpeae). Mexay cucre-
MO U OKpYy»Xaowen cpeaod paboTaeT MawwuHa, UCNONbIYIOUWAA PasHOCTb Tem-
nepaTyp cUCTeMbl M KOMHaTbi. B aaHHOM cnyyae Hawa cucTema BbICTynaet
KaK Harpesatenb. B o¥nuume OT paHee PaccMOTPeHHbIX CNy4aeB 3TOT Harpe-
BaTeflb MOXXeT NepeaaTs TONbKO OrpaHU4YEHHOE KOMNUYECTBO 3Hepruu, Cam npu
3TOM OXNaXAaACb. B nepBbii MOMEHT, Korga pasHOCTe TeMnepaTyp Mexay
cucTemon (uunMHAp C rasoM) 4 oKpyxawowen cpeaoii (KomHatoin) 6Gyaer
pasHa 100°, KN mawuHbl, paboTtaroule Mexay 3TUMU TennoBbiMKU pesep-
Byapamu, COCTaBMT n= (398,15 —298,15) /398,15 = 0,251. -

CneaosaTenbHO, Npu 3asepuweHnU-unkna He Bonee 25,1% Tenna, nepeaaHHOro
OT CUCTEMbI OKPY)Kalolleid cpeae Npu 3TOW Pa3HOCTU TemnepaTtyp MoeT GbiTb
Mcnonb3oBaHO ANA BbiNonHeHWA paboTel. OcransHbie 74,9% Tenna Gyaet nepe-
DaHO OKpyxXalien cpepe 6e3 BbinonHeHUA pabotei. OTAaB YacTe Tenna, cucte-
Ma NOHU3NT CBOK TeMnepaTypy. 3aBMCMMOCTb NOHMXKEHWA TeMnepaTypbl OT
KONMWYecTBa OTAAHHOro Ternna MOXHO HawTu. [InA n3obapuueckoro npouecca,
No' KOTOPOMY MAYT u3MeHeHUR B cucteme: §Q =dH = CpdT. B cBA3N C NoHu-
KEeHWEM TemrnepaTypbl CUCTeMbl, Ha CReaylleM BuTKe uUukna pabouui ras
BbINONHAT paboTy ¢ MeHbWMM KO3 MUWEHTOM none3Horo AedcTBuA. Uame-
HeHue Ko3thdmumneHTa nNone3Horo AeWCTBMA MawivHbl, paboTatoued Mexay
OXNKAADWEACA CUCTEMOK W OKPYXaloWeh Cpeaoi, TeMnepatypa KOTOPOW
NOCTOAHHA, nNpueeaeHo B8 Ta6n. 1.2. Mo 3TMM AaHHLIM cocTaBneH rpagmk
(puc. 1.22), Ha KOTOPOM OTPaXkeH NPOUEcC NN3BHOIrO U3MeHeHUA KO3 bumueH-
Ta NONe3HOro [AEWCTBMA MallWHLI NO Mepe OXNAMAEHWA TennoucTOYHUKaA
(cuctembl) .

Moaenne nonHoe KonuuecTBo PaboThbl, KOTOPOE MOMHO NONYYUTL OT MALLIUHDI,
paboTalowien B TaKOM pexmme, Ha BCe KOMMYECTBO TeNNOTbl, KOTOpoe oTgan
TeNNoWCTOYHUK (cuctema) A0 HaCTYNNEHUA TEePMUYECKOro paBHOBeCUA, Mbl
onpe.qenuM yCcpeAHeHHbIn KO3thdUuUMEHT nONe3HOro AenNcTBWMA 7 OueBnaHo,

=W /AH=W/C,AT.

Onpe.qenmb ycpeaHeHHbIA KO3th(MUMEHT NONE3HOrO AEACTBUA MONHO W
WHLIM NyTem, CpaBHUBaR ABe paBHoBenukue nnowaan. OgHoli M3 nhowanpen
6yaeT nnowaab NOA KPUBON, OTPaXKalouwie 3aKOHOMEPHOCTbL MIMEHEHWA KO-
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dvumeHTa NoneaHoro AeMCTBMA C WU3MEHeHWeM TemnepaTypbi. JTa Nnowank
onpefenAeTCA WHTerpuposaHuem BbipaxeHuA 7d7. BtopaAa nnowaas — 370
nAowaas NPAMOYrOfibHMKA, OCHOBaHMEM KOTOPOW CAYXWT  pPa3HOCTb Temne-
paTyp cuCTeMbl OT Hayana A0 YCTaHOBNEHWA TEPMUYECKOro paBHOBECUA C OK-
pyxaiouieit cpefoil, a Bbicoton Gyaer 7 (puc. 1.22). B atom cnyvae 7 =

T
=(f : nd T} /AT. C apyroi cTOpoHbI fi= W/C,AT.YpaBHnBan 3Tu ABa BbIPaXeHNA
T T
no cE)eAHMM KO3 hMUMEeHTaM NONEe3HOro AGCTBUA, Nonyyaem W=Cp { zndT.
1

Puec. 1.22. Namenenne KMNJA no mepe oxnaxae- 42
HUA cucTemel (TensioMcTouyHUKa)

oI — > —“_’"'l

J0 50 70 390 710¢t,°C

‘Mo ycnosnio T; > T;. Moatomy, 4T06bl NOAYYMANCE NONOXUTENbHbIE 3HA-
YeHWA, NPU MHTErPUPOBaHUY U3MEHUM NPeAentl UHTErPUPOBAHNA

Tl
~W=Cp [ ndT;

2

Tl
—Ww=¢, ; (T = T2)/TIdT = CLAT—T,CpIn {T1/T5). (1.48)

2

CpaeHum 310 ¢ (1.47). NepebIt YneH, CTOAWMA CNpaBa OT 3HaKa paBeHCTBa —
M3MeHeHWe 3HTanbMMU CUCTEMb!, T. e. 3HTanbNuK ras3a, KoTopbid bBbIN BHeceH
B KOMHaTy; BTOpPOA ufeH — Npou3seAeHne PaBHOBECHOW TemnepaTypbl KOM-
HaTbl Ha N3MEHeHNEe IHTPONUN CUCTEMDI.

Takum 06pa3om, ecnNM Ha NYTU MeXAy OXNaXkAalowWewncA onHopoAHou cu-
CTEMOI U OKPYXKAKOWWEeA Cpeaol NOCTaBuUTb MexaHu3m, paboTtawowwin no obpatin-
MOMY unkny KapHo, To no nameHeHUIo NapameTpoB OXaXKAAIOLWENCA CUCTEMBI
MOXHO CYAUTb O MaKcMManbHOW paboTe, KOTOPY BuinOnHWN 6bi Takoh Me-
XaHu3M. O6biuHOe M3MeHeHne o6vema cucTembl, BbiPaXKalOWEeCA npown3sege-
Huem PdV B Kaxom-nnbBo npouecce Toxke xapakTepusyer paboTy. Ecnu Takoe
pacluMpeHne NPOMCXOANT B MEXaHW4YECKM PaBHOBECHLIX YCMOBUAX, TO paboTa
Toe Gyner maxkcumanbHon. Ta paboTa, KOTOpaR oOnNpeaeneHa BbipaXkeHnem
(1.48) , umeeT coeceM ApPYron CMbICA: 3TO MaKcumanbHan pa6oTa, KOTOpPYlO
MOXET BbINONHMTL MawuHa (He cucTemal), umknuueckn paboTalowan Mexay
CUCTEMOM WU OKPY>KaloLWein CPeaoi M UCNONb3YIoWanA CaMonpon3BoNbHLIA NpPo-
uecc nepeaayn TennoTei. JTa paboTa, B oTnuume OT pPaboTbli, NPOM3BOAUMON
CaMOil cMCTeMOW M onpeaenAemMoit BoipaeHuem PdV, uMeHyeTCR MaKcumans-
HOW nonesHon paboTton.

OueBnaHO, YTO B paccCMOTPEeHHOM CllyMae MaKCMManoHaA none3HaA pabota
paBHa Pa3sHOCTM MeXAy o6uleil IHeprreii, KoTopylo oTaana cuctema {AH), n Toi
3Hepruei, KOTOPaA YMCNEHHO PaBHa NPOVU3BEACHUIO N3IMEHEHWA IHTPONUU CUCTe-
Mbl HA TEMNEpPaTypy OKpyXXalouleit cpeabl. Ecn cMOTpeTh CO CTOPOHBI CUCTEMBI,
10 {AH| > |TAS|. B cBA3M ¢ 3TUM npoun3BeaéHue TAS yacTo uMeHyIoT ‘'cBA-
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3aHHON 3IHepruen’’ — 3Hepruen, KOTOpPaR HEe MOXXeT 6uITb uUcnonb3osBaHa AnA
BbINONHEHWUA paﬁonl.

Tenepsb, KOraa pasobpaHa cyTe NPOUECCa, MOXHO AaTe Bonee N3RwWHLIA BeiBOA.

B wawmaom 3anemeHTapHOM uvkne mawwuHa KapHo, paboTalowan Mexay Oxnamaa-
WEeACA CACTEMON W OKPY)KalowledW CPeaon, wMeeT KOIDPUUUEHT nNONe3IHoro AEeNCTBMA
n=8WsQ,.

KoaddmuneHTt noneaHoro AeCTBUA — KOHEYHaA, XOTA U NEPEeMEHHaA BEeNUUMHAa, Tak
KaK OH onpeAeneH OTHOWeEHWEM GeCKOHEYHO Manbix BenuunH. [ocKonsKy ANA u3obapu-

. T
4ecKoro npouecca 5§Q = deT Ton==~5 W/deT. Aanee: sW= ndeT; W= fz ﬂdeT;
T

1

T
-w= Cp;_l[('T—T,)/T]dT= CpAT—T,Cpin (T,/T,).

2

PaccmMOTpMM npumep, KOTOPbLIA NpeaycMaTpvBaeT nepeaavy 3HepPrum cucTeme w3 oK-
pyxawowen cpeab!. [NA 3TOro cucrema, NPeacTaBnAlWaEA co60i OAMH MONb MAEaNsHOro
rasa, aonxHa nmero 6onee HU3IKYIO TeMNEPaTYpPy, YeMm TeMnepaTypa KOMHaTbl, B KOTOPYIO
oHa Bhecena (T, < T,). Pabounid MexaHuam HaumHaeT paboTatb mexay cuctemod (xo-
NOAMNLHUKOM) M OoKpyxalowen cpeaon (TennoucTouHukom). B oTnuume OT npeasiayuwero
CNy4YaR 3AeCb XONOAWAbHUK ByAaeT MaMeHATL CBOID TemMnepaTypy. OnemMeHTapHbin KO3g-
uumneHT noneaHoro ReicTBuA pabotalowedt MawuHbl,n = 8WEQ,, rae §Q, — KonnuecT-
B0 TENNOTeI, OTAAHHOW KOMHATOW 3a 3NEeMEeHTapHbIM UK. TaK Kak Hac UHTEpecyloT 3Hep-
reTu4YecKue N3IMeHeHMA CUCTEMbl, @ He OKPYXaoWen cpeabl, Mbl BOCNONb3yEeMCA Bbipare-
Huem, ewiTexaroumm na (1.33): §Q/T = 5Q,/T,. 3aece T, — TemnepaTypa KOMHaTbs
{nocTtoRHHaA menuunHa) , a T — TemnepaTypa rasa 8 uMNUHAPE, U3MEHAIOWAACA B NPOLecce
B8bINOAHEHNA MawuHon KapHo paboteioT 7, ao 7,.

" Wcnone3ayA 3TO BbipaweHue, nepenviuem Ko3hEMUUEHT None3Horo AeMCTBUA ANA 3ne-
MEeHTapHOro aKTa cneayiowvm obpazom n = SWT/T,6Q. Nanee uayT npeo6pazoBaHuA:

T
SW=n(T,IT)CpdT; W= Cp (T, =TITIIT.
1
MeHRTb 3HaKN 3aeck HeT HeoBxoanmocTu, nockoneky T, > T,. OuesuaHo
~W=CpAT-T,Cpin(T, [T,); —W= AH - TAS.

BbipakeHue NONyYMNOCh TOYHO TaKoe e, KaK M B NpPeAblAylWeM Cny4ae.
Oanako 3pece AH — ypenuyeHune 3HTansNuK raza Nnocne coBepLlueHUA paboTtsl ma-
wuHoin KapHo. OT 3TOW 3Heprum yxe HU4Yero BbidecTb Henb3A. TAS — nonxan
3HepruA A0 coBeplieHUA pabotel. Kak s8Maum, n 8 NepsoMm, n 80 BTOPOM CNy-
yae CamMoNpou3BONbHLIW NPOUECC ONpeaenRETCA MaKCuManbHOW paboTow ¢
06paTHbIM 3HAKOM, HO CMbICN NPEACTaBnNeHuin, BKNaAbiBaeMbix B AH n TAS
MEHRETCA.

Moatomy, Bceraa oToxaecTBNATe npousBefeHue TAS c becnonesHoi unu
CBA3aHHOW 3Hepruen Oyper HeBepHO. BepHbIM ABNAEGTCA TO, YTO Pa3HOCTL
(AH — TAS) Bceraa xapakTepwayeT TO MaKCUManbHOE KOMWYECTBO 3Hepruu,
KOTOpoe MOXeT ObiTb NpeBpauieHo B NofesHyw paboTy B npouecce yCTaHOB-
NEHNA PaBHOBECUA MEXAY CUCTEMOW U OKpYyalouled cpeaoi. BepHeim BbiBO-
AOM OK@XETCA TaKMXe W TOT, 4TO HU NPU KAKUX YCMAOBUARX Henb3A 3HEpruo,
nepefaBaeMyKd CUCTEMOM OKPYXXAOWeld cpeae unv Hao6opoT, NONHOCTLIO
MCNONb30BaTh ANA BbINOMHEHUA PaboTel.

BcAkuk  caMONPOW3BONbHBLIA NPOUECC AOMKEH CONPOBOXAATLCA MUHUMM-
sauveit smpaweHun AH — TAS< 0, rae AH — pa3HOCTb 3HTaNbNVKU B ABYX
COCTORHUAX, KOrAa CUCTEMA NPULLINE B paBHOBECHME C OKPYIXKAOUIEA Cpeaonr
NO CPaBHEHWIO € HEPaBHOBECHLIM COCTOAHVWEM. AHANorvuyHo TpakTyeTcA AS.
Ecnu Temnepatypa v aaBneHvie B Hayane v KOHUE npouecca Hbinn OAHUMHU ¢
Temu ke, TOAH=0,AS=0nAH - TAS=0. '

B 3TOM cny4Yae M3MEHEHWA B CUCTeME MOryT NPOTEKaTb TONBKO NPU ee He-
OAHOPOAHOCTU, B 4aCTHOCTW, NpY (ha30BbIX NPEBPAWEHUAX UNU XUMWNYECKMNX
peakunAx. B obBoux cnyvaAx 6yaeT NpPoucxXoauTb W3MEHEHWe 3IHTaNbAWUW, 4TO
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€O3AacT Tennosow 3dMeKT, ¥ BO3HWKATL PA3HOCTb 3HTPONUA. ITU UIMEHEHWA
MOTYyT OCYLMECTBARTLCA TONLKO 8 TaKOM HanNpaBneHUW, B KOTOPOM pa3HOCTb
(aH — TAS) oraxeTCA OTpMUATENbHOW, NOCKONLKY 3Ta OTPULATENbHAaR pa3-
HOCTb TOMAECTBEHHa BO3PacTaHWi0 3IHTPONUK Npouecca B W3ONUPOBAHHOW CUC-
Teme. BcAKMe U3MeHEHWA NPEKPaTATCA, KOrAa 3Ta PasHOCTb CTaHET PaBHON
Hymo. Toraa HacTynuT COCTOARHWE PaBHOBECUA. [AnA N0bbiX ecTecTBeHHbIX
COCTORHUIA U NPOULECCOB AONXKHO YAOBNETBOPATLCA TpeGoBaHWe, 3anUcaHHoe
sbipaxkeHnem (1.46). 3nemeHTthl ypaBHeHuR (1.46) npeacraBnAwT coboi
pazHOCTU KoOHeyHbIX (2) w HavanbHbix (1) cocToAHunin. Flesyw 4acTs 3Toro
YPaBHEHUA B COOTBETCTBUU CO CKa3aHHbLIM MOXHO Npeobpa3osaTh Tak:

(Hy —H ) = T(S; —81)=(H—-TS)2 — (H-TS),.

Kaxaan v“3 pa3HOCTe# cnpaBa OT 3HaKa PaBeHCTBA xapaKTepuayeT COCTOA-
HUMe B AaHHOW Touke. Nx coueTaHue TOxe NpeACTaBNAeT (DYHKUWIO, 3aBUCH-
MYI0 OT NapaMeTpoB COCTOAHUA. Beenem o6o3HaveHue

{H—-TS)=G. (1.49)

Torpa camonpon3sonbHLEIMU OKaXYyTCA npoueccsbl, ANA kKoTopbix (G, — Gy)p <
< 0 vnu AGp < 0. PasHoBecue HacTynut npu ycnoeun AGp = 0. O6bveanHAn
3TU NONOMXEHWUA, JaNULLIEM, 4TO CYLLECTBOBAHUE PaBHOBECUA B CUCTEME WU ecTecT-
BeHHbIE U3MEHEHWUA B HEl A0MKHbI GbITb CBA3aHbI C YCNOBUEM

AGp<0. (1.50)
fpu atom

AG=AH - TAS. (1.51)
AnA o6patumoro npouecca, yuntoiBan (1.48), moxxkHo 3anucate

AG=-W. (1.52)

Bbino Nu NpuBeAeHHbLIMU BbIKNAAKAMU BHCCEHO YTO-nUBO HOBOE MO CpaBHe-
HUIO ¢ GOPMYNMPOBKOW BTOPOro 3aKoHa TepMoAuHamMuku? Mo coaepKaHuio
HWYEero HOBOro BHeCeHO He 6bINO: cpeaa, KOTOPaA OTAaeT TenaoTy, W cpeAa,
KOTOpaA ee npuHumaeT, o6pa3syioT WIONUPOBAHHYIO TEPMOAVHAMVYECKYID
cucteMy. Ta 4acTe CUCTeMbl, KOTOpPaA MNO3BONAET CNEAUTL 33 U3MEHEHWEM na-
paMeTpoB M (YHKUWIA COCTOAHUA, NMPUHATA 33 cobcTBeHHO cucTemy. K atomy
M30ANPOBAHHOMY KOMANEKCY TONLKO WU NPYMEHUM BTOPOW 3aKOH TEPMOAW-
HaMuku. XOTA NO coaepXanvio ypasHeHue (1.46) v nHepaseHcTBo (1.50) Huye-
ro .HOBOrQ He BHOCAT M0 CPaBHEHUIO C NOCTYNaTOM, Ne}aulyMm B8 OCHOBe BTO-
poro 3aKoHa TEepMOAWHAMWUKMW, OHW NO3BOMAIOT PaccYUThIBaTL HanpaBneHwue
npouecca ANA COGCTBEHHO CUCTEM, KOTOPble ABAAKOTCA HE U3ONUPOBaHHLIMM,
a 3aKPbITbIMU. B YaCTHOCTHU, PaCCMOTPEHHBIW NPUMED MOKa3an, YTo B 3aKPbITON
cucTeMe CamMONpPOWU3BONBHO UAYT npouecchl, AnA koTopsix (AG)p < 0. Benu-
yuHa AG ocobeHHOo yaoBHa ANA aHanu3a XMMWYECKWUX MPOUEccoB, B KOTOPbIX
He TONLKO AaBneHue, HO U TeMNepaTypa MCXOAHbIX BEUWECTB U KOHEYHbIX Npo-
AYKTOB IMEtOT OAHU U Te Xe 3HaveHWA. Toraa UaMeHeHNA NapameTpos u GyHK-
UMW COCTORHMA MOXHO NPUNUCATL CAMUM XUMNYECKUM NpeoBpa3zosaHUAM.

B atom cnyyae (AG)p, r COOTBETCTBYET Pa3HOCTV PACYETHbIX A3HHBIX

(H— TS)P.T(nponyK'ru) —(H - TS)P,T(nciom—me B-pa) -

OyHKUMA COCTOAHMA G Nofyuuna Hassakune U306apHO-U3OTEPMUYECKOTO NOTEH-
unana. Ee cuHoHuM — cBoBoaHan aHepruA n66ca. ITOT CUHOHUM HaNoOMUHaeT,
4yTo 8 06paTUMbIX ycnosuAx AG OTpaXkaeT 3HEpPruio, KOTOPaR MOMXET MONTH
Ha BLINOMHEHWE MAaKCUManNLHOW nonesHoW pabotbl. Okasanocs, 4To NOHATUE
"cBo60aHaA 3HepruAa [u66ca’” 4acTo NbITAlOTCA NPEACTaBUTbL, KAaK CUHOHWUM
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MaKCUMansHoOW nonesanort paboTkl, YTO He BCeraa BepHO. B nocneaHee BpeMA
senuuuHa A G uMeHyeTCR nNpocTo aHepruen Mub6ca.

B paccMOTpeHHbIX Bbile CNy4aAX NoneaHaA pa6oTa o6pa3oBanach B8 pesynb-
TaTe Tennonepepaun MexAy COOBCTBEHHO CUCTEMOW U OKpYXKawwed Cpeaoi.
NocneaHrA 6bina wn3aonuposaHa OT BCero OCTanbHOro mMupa. Mpoucxoaniuuee
npy 3TOM paclivMpeHue unu cxaTue COBCTBEHHO CUCTEMbI TOXKE CONPOBOMAA-
eTcR paboTo#, BbIMUCNAEMON C Nnomowbio nponsseaeHUA PdV. OHa Takwe byaer
M3KCUManbHOW NpW YCNOBUAX MEXaHUYECKOro pasHoBecYA. Ho 3ta pabora,
8 oTnnune ot AG, umeHyercA 6ecnonesHon.

Hapo Hay4yuMTbCA NOHMMaATbL YCNOBHOCTb 3TOr0 pasfeneHuA. Tak e Kak u
npousseaeHne TAS He Bceraa OTBevaeT CBA3aHHOW 3Heprun, AG He Bceraa
XapaKTepu3yeT MaKcUMmarnbHyl0 noneaHylo pa6Goty. [pu n3oTepMUYecCKOM
pacwvpenuu waeansHoro ra3a AH = 0. Torpa AG=—TAS. Ho cornacHo (1.28)
AnA usoTepmuyeckoro npouecca AS=RIn(V,/V,). Wcnonbaya (1.52), no-
nyyaem

v,
AG = —RTIn(V,/V}) = — [PaV=-—-W.

OueBnaHo, ANA uW3oTepMuyeckoro npouecca AG CBA33aHO C BbINONMHEHUEM
6ecnonesHok paboTel. AG oTpaxaeT MaKCUManbHyl0 nonesHylo paboty ana
3aBeplueHHOro UMKna, T.e. TOrAa, KOraa Temneparypa, o6seM u nasneHue B
Havane NPouecca ¥ ero KOHUE UMEIOT OAHU U Te XKe 3HAYEHUA.

Buibop 6ykebt G anA 0603HayYeHWMA 3ITOU BaXKHOW (DyHKUMKU, C NOMOLLBLIO
KOTOPOW  aHanWaupyloT Hanpasnedue MNpoUeccoB, AOMKEH YBEKOBEYUTH
naMmATe [wo3anWA B. Mnb66ca — OAHOrO 13 OCHOBOMONOXHUKOB XKMUHECKON
TePMOAUHAMUKM.

Ewe pa3s HaNnOMHUM, 4TO B OCHOBE aHanu3a HanNPaBneHWA NpPoueccos, NPown3-
BOAMMOTO C Nomoulblo 3Heprun Mu66ca, nexuT 3a|<ou BO3PacTaHWA 3HTPONUKU
V30NUPOB3HHOW CUCTEMBDI,

""TOT 3aKOH — TaK Ha3biBaeMblA 3aKOH 3IHTPONUU — ABAAETCA HauwGonee
wupokuMm 0606weHneM, Kotopoe Boobuie 6biN0 ycTaHoBneHo dusnkon’’
[1,c.6]. '

Tpetud 3axoH TepmoauHamuku. B seipaxernuv (1.51) 3akcnepumentansHo
uaMepeHa MoXeT ObiTb TONbKO Temnepatypa. OcTansHble BEANYMHbLI HENb3A He
TONLKO M3aMepuTb, HO Raxke paccuuTate. HeonpeaeneHHOCTU B 3HAYMTENbHOM
cTeneHn MOXHO u3bexaTb, neperaf K OTHOCUMTENLHLIM €AMHUUAM U3MEPeHUR.

" 3 nepBoro 3akoHa TepMOAWHAMUKW cneayeTt, 4TO ANA W30BapuyecKUx yc-
nosuin Q= AH. Noatomy, ecnu, Hanpumep, CXUraTb METANNUYECKUNA HATPUN
B TOKe ra3oo6pa3Horo xnopa, To Tennoeow 3hheKT peakuun

Na + 1/2Cl, = NaCl

onpeaennuTCA pa3HoOCTbIO:
AH= HNacl — (HNa +1/2 HC11 ).

OueBuaHO, 4TO B u30bBapuyeckux yCnoBURX TennoBow 3hdexKT peakuuu
He 3aBMCUT OT NyTeit ee NPOBEAEHWUA, 3 TONbKO OT UCXOAHLIX U KOHEYHbIX NPO-
ayxToB (3akom [ecca).

[oroBopunucs B KayecTBe CTaHAApPTOB BCeX COEAWHEHWN NPUHATL UCXOAHbBIE
NpocTbie BelwecTBa. TOrAa CNpPaBOYHLIMA A3HHBIMM MO 3HTANLNMAM OKAXYTCA
Tennosbie 3¢deKThl peakuui o6pa3oBaHMA COSAUHEHUMN U3 NPOCTLIX BELLECTB.
Tak, ana NaCl AH 995 = —411,50 k/[x. 370 3Ha4mT, 4To npwu aasnenum 101 kMa
(1 arm) v Temnepatype 298,15 K o6pasopaHne OAHOro MOAA TBEPAOW nosa-
DEHHOW CONU M3 COOTBETCTBYIOWMUX KONUYECTB METanNMYecKoro HaTpuA U ra-
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3006pa3Horo xnopa 6yaer conposoxaaTtbCA BblaeneHuem 411,50 kOx Tenno-
Toi. MNpn Takom mMeToge CTaHAAPTU3aUNU U3MEHEHWA 3HTaNbLAWM CaMOro MeTan-
NVYECKOro HaTpuA W raszoobpa3Horo xnopa ByAyT paBHbl HYNK BCNeacTeue
TOoro, 4to ob6pasosBaHue NPOCTLIX BELWECTB W3 HUX XKE CAMUX HE COMPOBOXAAET-
cA TennosbiM 3dexToM. PaBeHCTBO Hyni NpUpawesnA 3HTaNLNUN NPOCTLIX
BELECTB BOBCE HE 03HAYaeT, YTO UX IHTaNbLNUU PaBHbI HYNIO. 3HTanbNKU NPOCTLIX
BEWECTB HEeNb3A ONpPeAennTb, HO MOXHO (N0 KpaWHeW Mepe MLICNEHHO) npo-
BecTv prroaon npouecc oﬁpaaoaauun NPOCTOro BEWECTBAa U3 HEro Xe Camoro:
Na= Na; AHR, = HXa — HRa = 0. Tenepb MowHo 3anucate seipaxerue (1.51)
cneaylowmm obpazom: AH? — TAS® = AG®. HapctpouHbit Hone 0603HavaeT
CTaHAapTM3auMio No AasneHnio (P =1 aTM), a camMu Benu4UHbl — UIMEHeHWe
PYHKUMA COCTOAHWA nNpu 06pasoBaHUM COeAUHEHWA W3 NPOCTbIX BELWLECTB.
B TaKom cryvae Kpome T Kom(perm.m cMbIcn npuobpeTaeT Takxe BenuuuHa
AH®..B otnnune ot AH?, AS® He BO BCex CAYYaRX MOXHO ONpPeaenuTbL Kano-
PUYECKUM NYTEM. Onpeneneume AS? moxHo ocqu,eCTBMn. TONLKO ANA yCNo-
81l pasHoBecWA. [leAcTBUTENbHO, B 3TOM cnyvae AG°=0 u u3z (1.51) cne-
ayer

AS° = AH%Tpapu.

B wacTtHocTu, anm paccmaTpuBaemoit peakuuu Na(K) +1/2Cly = NaCI(K) on-

peaAennTb U3MEHEHWE 3HTPOMNUN MOXHO TONLKO AR TeminepaTtypbl, NPU KOTO-
poil BCe TPU MPOAYKTa HaXOARTCA B paBHOBeCUN Mexay cobow npu P =1 atm.

He anAa BCex 3aAyMaHHbIX peaKuuy MOXXHO OCYWEeCTBWTL TaKoe onpeaene-
Hue. - Hanpumep, NpeBpalleHe aparoHNUTa B KanbuUMUT NPOUCXOANT NPWU Temne-
patype —132°C. Wayuutb 3T0 paBHoaecue npaKTU4eCKn HeBa3MoXxHO. Ho aeno
aake He B 3Tom. fleno B ToMm, uto AS? HeobxoauMO 3HaTL ANA pacueta AG?,
a AG® yxe ucnonb3yloT ANA NPOrHO3a HanpaeNeHUA NPOUECCa W onpeaeneHnA
YCNOBWUA, NPU KOTOPbLIX HacTynaeT paBHosBecue. Ecnu e ycnosua pasHoBeCcUA
Y)Ke M3ydeHbl 3IKCNEPUMEHTENLHO, TO HET HeO6X0AMMOCTN B MH(IOPMAaUUKN HKU O
ASY Hu AGY, Moatomy, ecnu 6bl He yaanocs HaiTH cnoco6 pacyeta aBconwoT-
HbIX 3HaYeHWWA 3HTponuu, To ypasHeHnA (1.50) u (1.51) okasanuce 6b1 6ecno-
neanbimu, Opnaxo, B. HepHctom B 1906 r. 6bin 06Hapy»eH ewe OAWNH 33aKOH,
OTKPbLIBWKK NYyTb ANA OMPEeAeneHUA IHTPONUKU KaK MPOCTbIX, TaK U CAOXHbIX
BewecTB. Chopmynupyem TpeTui 3aK0H cneaylowvm obpasom:

"Mpu abconioTHOM Hyne Temnepatypbt 3IHTPONWUA NPUHUMAET 3HadeHwe S,
He 3aBUCALLEe OT AABMEHWA, arperatHoOro COCTOAHUA U APYrUX XapaxkTepwuc-
Tuk Bewectea’’ [8, c. 96].

MocKonbKy 3HTPONWU BCEX BewecT8 nNpu abcoNOTHOM Hyne NPUHAMAIOT
oanHakosoe 3HavyeHwe, M. MNnaHkoM 6bINO NpPeAnoXKeHO 3TO 3HAYEHME CuuTaTb
HaYanom oTcyeTa.

"[INA XUMW4ECKN OAHOPOAHbLIX, T.e. COCTORLUMX M3 OAMHBKOBbLIX MONEKyn,
TBEPALIX UNU XUAKUX Ten Npu TemnepaType- aGCONOTHONro HYNA 3HTPONUA
paBHa Hyn. YXe 3T0 NPeANONOXeHue COAePHUT HEKWUA BaXKHbIA (AKT, a MMeH-
HO, 4TO YyAenbHaA TeNnnoeMKOCTh TBEPAOro WY XUAKOFO Tena Npu TeMneparty-
pe abconoTHOro HynAR obpawaetca 8 Hyns'' [23, c. 636] .

JHTponuio nNpwn no6on APyrow TemnepaType MOXHO paccyuTaTe NO ypas-
HEeHUIo

T
S= [ CpdTIT. (1.53)
0

MNpu TennoemkKocTw, pasHoW Hynio B6nu3n aBconwTHOro HynA, MHTEr puposa-
Hue (1.53) npuBoAUT K ONpeaeneHHOMY pe3ynbTaTy.
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HYACTDb I
TEPMOAUWHAMUYECKOE PABHOBECHE

‘Fnasa 1

TBEPAbIE BELWECTBA

_nonumopdmue npespawennAa. 1. Cepa. PaccMmoTpum npumep ycnosui
nepexoAa MOHOKNWHHOW cepbl B pomMbuyeckyto. CUMBONVYECKWU 3TOT Npouecc
3anNUWeTCA TaK

Sm) ~ StR).

Heobxoanmble ANA pacyeToB TepMOAUHAMUYECKWE f[aHHbIE NpPUBEAeHb! B
Tabn. 2.1. Kaxk ABcTeyeT U3 3ton Tabnuubl, ANA Temnepatypsl 298,15 K 3HTane-
MUA MOHOKMUHHOK cepbl Ha 290,662 [Q/Monb NpesbilaeT 3HTANLAUKO POM-
Buueckoi cepbl. [103TOMY NepexoA OAHOrO MOMA MOHOKMWHHOW CEPbl B POM-
6uieckyio Npu AaHHOW Temrnepatype M NOCTOAHHOM AaBneHuu Gyaer conpo-
soxaatecA noteperd 290,662 O 3Heprim. Ecnu TemnepaTypa OKpyxawouied
cpefb! He U3MEHUTCA U NPEXHUM OCTaHeTCA AaBNEHUe, TO NpU MNEpPexoAe OAHO-
ro MONA MOHOKIIUHHOW Cepbl B POMBUYECKYI0O OKPY>KalowWwanA cpeaa, U3onupo-
BaHHAA OT BCEro OCTanbHOro MUPA, YBENUYAT CBOK 3HTPOMUIO H3 BENUYUHY

ASokp.cp = 290,662/298,15 = 0,975 [/ mons - K.

N3meHeHne 3HTPONUW B PEAKUUOHHOW 4aCTU CuCTeMbl OylRer Cneayroum:
AScyer = 31,798 — 32,568 = —0,770 [Ox/monb - K. Obuiee n3meHeHwe 3HTpoO-
nuv npouecca: ASoip.cp + AScuer = 0,975 — 0,770 = 0,205 Lw/mons - K.

MockonbKy obulee n3MeHeHUe IHTPONUU GONbLUE HYNA, MOXHO YiBepPXKAaThb,
4yTO0 npu Temnepatype 298,15 K nepexoa MOHOKNUHHOW cepbi B pombuyeckyio
AOMXKEH OCYUIeCTBNATBCA CamMONPOW3BONbLHO. B 3TUx ycnoBuAX yCTOWYMBOMW
ABNAETCA TONbKO pombuueckan moaudukauua cepbl. Ecnu B pedynsrate Ka-
KWX-TO MPOULECCOB H3 NOBEPXHOCTb 3eMnM, rae RaBneHue pPasHO OAHOW aTMO-
cihepe, a Temnepatypa 6nuska k 25°C, NMONAaAeT MOHOKNWHHAA Cepa, OHa He-
n3b6eHO AOMKHA NpPeBpaTUTLCA B poMbBuyecKy. Bbino 6bl OWKMBOYHO AymaTb,
4YTO MELEXOA MOHOKAWHHOMW cepbl B POMOWYECKYID 34eCh NPCUCXOAUT NOTOMY,
4To ‘‘cucTema CTPEMUTCA WMETb MUHUMYM 3HEprun B AaAHHBIX yCnoBuAx''.
XoTA B AaHHOM NpuMepe AENCTBUTENbHO WMEET MECTO MNOHMKEHWEe 3IHepruun
pPeaKuUMOHHOW 4acTW CUCTEMbBI, 3TO TONLKO Y3CTHbLIA CNy4an, He UMEKWKNIA xa-
pakTepa 3akoHa. MoxHO B3ATbL APYrown cnyuawn, Hanpumep, NOMeCTUTL nea &
nomeuleHne, TemnepaTypa BO3Ayxa B koTopom pasHa 25 C. flea camonpowus-
BONMbHO HauHeT nNpeBpaWaThcA 8 BoAy. [IpuM 3TOM 3HEPruA NONYYaKLLENCA
HOoBOW ¢hasbl — BOAbI OKaxeTCA Gonee BbICOKOW, HEXENU 3HepruA NbAa. 3a-
KOHOM RBNAETCA TO, YTO NPU NPeBpaLLEHVN MOHOKNMHHOW CEPbl ‘B pomMbuye-
CKYI0 ¥ NpW NpeBp3alieHUN Nbaa B BOAy NpWU Temnepatype 25°C umeet mec-
T0 ofuiee BO3pacTaHue SHTPONUU TEPMOANHAMUYECKON CUCTEMDI.

Bo3BpaujaAck CHOBa K PacCMOTPEHMIO B3aUMONEPEXOAOB Cepbl, Mbl MOXEM
yTBEPXKAATb, 4TO B pe3ynbraTe XMMUYECKOro npeobpaioBaHuA, ocywecTsned-
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Tabnuua 2.1
TepmoauHaMuyecKmne AaHHbLIe ANA Cepbl

AG® AH® s° Cp Cp=a+bT
Moaunduxauun
Dw/mons Dow/mone - K a b-10?
T T
MoHoKnuHHEA 61,086 290,662 32,568 23,56 14,895 2,907

Pombuueckan 0 0 31,798 22,76 14,979 2,611

HOTO MNpPU HEU3IMEHHOM AABNEHUW U HEU3MEHHOW TemnepaType OKpYXarwLlien
cpeasl, atTa nocneaHAA nonyunt 290, 662 [k 3Hepruum ¢ Kaxaoro MoONA Npespa-
uieHHow cepbi. Ecnu Ha nyTu 3TOro 3Heproo6MeHa NOCTaBUTL UWKNMYECKH
u o6paTumo paboTalowyo MalWWHY, TO 4acTb NepeAaHHon 3Hepruu Gyaer npe-
BpalleHa B MaKCUManbHy none3Hyw paboTy. ATa pabota paBHa No BenUuvHe
u o6paTHa no 3Haky 3Heprumu Mmb6ca — AG.

Hu nepBbiil, HU BTOPOWN, HW TPETWA 3aKOHbI TEPMOAMHAMUKMW He OTBEYaloT
Ha BONPOC, KaK CKOPO BbLIAENUTCA 3Ta 3HePrun. TepmMoOuHamMuKa He pacnona-
236T HUKAKUMU KPUTEPUAMU, KOTODbIE NO3BOMUNU Bbl Paccyurats CKOPOCTS
npoyecca. )

FoBOpUTL, 4TO TaxkoW npouecc 06A3aTeNbHO NPOU3OAAET, eCNu NPUHATL Gec-
KOHEeYHO GONbWUM OTPE30K BPEMEHU — MULWIEHO CMbICNA, NOCKONbKY 3TO He
aprymMeHTUpOBaHO MCXOAHbIMU NocTynatamu. [locTynaTtel TepMOAUHAMUKH
NO3BONAKOT TOMbKO YTBEPXAATb, YTO MOHOK/MHHAA Ccepa B8 MNOBEPXHOCTHLIX
yCnoBuAX 3emMnuM OKa3biBaeTCA HEYCTOWYMBOW M 4TO B 3TUX YCNOBMAX OHA
He MOXXeT 06pa3oBaTbCA U3 poMBUYECKON Cepbl.

PeweHue o HanpaBneHWu nepexofa MOMKHO MONYYUTb, NONL3YACL COYeTa-
HWEeM napameTpoB, 3KBUBANEHTHbIM 3HTponuu npouecca. Cornacko (1.46),
anA  camonpouszsonsHoro npouecca AH — TAS< 0. Bocnonb3aoBaswMCh
1abn. 2.1 u peaxuuenn Sy —> S(g), nonyyaem: —290,662—-298,15 (31,798—
32,568) = —61,086 [w/mone. PezyneTaT roBOpuT 0 CaMOMNpPOWU3BONLHOCTM
npouecca, nockonbky —61,086 < 0. AHanorvyHyl BenuYUHY nOny4awT He-
MOCPEACTBEHHO W3 aHanus3a 3HaveHun AG: AG‘(’R)—AG‘(’M)=0—61,086=
= —61,086 Ox/monb. MNpocneaus ewe pas 3a XOA0M aHanu3a, MOXHO ybBeanTb-
CA, YTO BCe 3TW pe3ynbTaTbl — MO-Pa3HOMY BbINONHEHHbIE PELWEHUA O/HOW W
TOW >Ke 3aAayu, 3aKNOYaloWEACA B BbLIACHEHUW YyCNOBWUIA, NPU KOTOPbIX obwan
3HTPONUA YBENUYUBAETCA.

Tak Kak KawgaA Y3 Pa3HOBUMAHOCTEW Cepbl OTHECEHa K OAHOMY W TOMY
Me CTaHAapTy, TO 3Ty >ke 3aBUCMMOCTb MOXHO 3anNMCaTb HE KaK Pa3HOCTb Npwu-
pauieHuit, a KaK pasHOCTb CaMUX BENUYUH CBOGOAHBLIX 3HEpruit: G((’R) - G?M) =
= —61,086 Ax/monb.

Kak cneayetr u3 (1.50), Heo6xoanMeIM ycnosmem COBMECTHOrO CyLLECTBO-
BaHWA POMBUYUECKOW U MOHOKNWHHOU cepbl ABNAETCA PaBEeHCTBO 3HaYyeHuin
nux cBOBOAHLIX 3HEPrui, YTO MOXHO 3anucatbh nNub6o kak AG =0, nubo xax
G) = G). CornacHo (1.561) u {1.11) 3ueprua 'm66ca yncToro BewiecTsa
MOXeT ObiTb nNpeacTaBneHa, Kaxk chnejywuee CoOYeTaHUe COOTBETCTBYIOWMUX
(hyHKUMIA U NapamMeTpo8 COCTOAHUA'

G =U+PV —TS. (2.1)

Kaabii 13 3TMX Npn3aHaKkos U3MeHAETCA B 3aBUCUMOCTU OT UCNLTTbIBAEGrMOrO
BelWECTBOM BHewWHero Bo3AencTBUA. CeAxemMunameHeHue 3Heptvn [nb6ca .c
VU3MEHEHNEM KaXAOTO W3 3TMX NPu3HakosB AuddepeHUManbHbBIM ypaBHeHVEM,
cneayroumm n3 (2.1) u o6wmx 3akoHoB aAnddepeHUMPOBaHUA:

dG = dU+PdV + VdP — TdS — SdT.
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MNapameTpebl U HYHKUUN COCTOAHWMA OAHOPOAHOW CUCTEMbI (BewecTBa) HaxoAAT-
cA Mexay cobon B TaKoOW 3aBMCUMOCTU, KOTOpPaA onpeaeneHa B anddeperHun-
antHoin diopme ypasHenvem (1.30). MpumeHAR ero, nonyuyeHHoe Bblwe Bbipa-
MEHWEe MOMHO CYLLECTBEHHO YNPOCTUTb:

dG= VdP — SdT. (2.2}

MonyyeHHoe ypaBHeHWe NO3BONAET PacCMOTPeTb ABA YaCTHbIX CNYy4aA: OCo-
6eHHOCTU M3MeHeHUA 3Heprun MubB6ca Npu M3meHeHUU TemnepaTypsl BeujecTsa
v nameHeHue 3Hepruu MM66ca Npy NPUNOKEHMN K BeLLECTBY KaKoro-To aasne-
HnA. Ecnu 3aaaTb NOCTORHHLIM AaBneHue, TO HE3aBUCUMO OT TOro, Kak ByaeT ua-

MEHATbLCA 0b6beMm, nepsoe npov3BeaeHve cnpaBa OT 3HaKa paBeHCTBa npespa-
LwaeTcA B HoNb. Toraa

T
(8G/BT o= —S nm Gy = Gyes— /| SdT. (2.3)

298

370 BbIpaKEeHUE MOXHO NPUMEHUTb OTAENbHO K KaX/AOW Pa3HOBUAHOCTW Cepbl.
PageHCTBO 3HaueHWA 3Hepruu I'u66ca pa3HbiIX Monudmxaunﬁ cepbl npuseaer

K ablpameumo Gaos (s — f S dT = Gyos(r) — f S £ dT. O6o3Ha-
298

YAM Pa3HOCTb hYHKUNIA COCTOAHMA POMBUYECKOW M MOHO KITMHHOW Pa3HOBUAHOCTH
: T

uepe3 A, torpa AG, 95 — f ASdT =0. NonyyeHHoe BbipaeHue Henb3A NPO-
- “298

WHTErpupoBaTh, MOCKOSbKY 3HTPONMUA KaXAOW M3 MOAVMDMKAUMA CePbl TaKke
M3MEHAETCA C TemnepaTypod. 3TO WU3MeHeHWe npy NOCTOAHHOM AaBreHUt
onpeaeneHo BoipaxeHuem (1.44), u3 KoToporo cneayer, 4To

T
S =Szgu_+f (CP/ndT
. 298
PasHocTb 3HTPONUK 3afaeTCA aHaNOrMYHbLIM BblpakeHUem
T
AS = A8293 + f (ACP/T)dT.
298

B csoto ouepear AC, Toxe ABNAETCA dhyHKUMeH TemnepaTypbl: ACP= Aa + AbT.
Moatomy

T T
AS = AS,95 +Aa | dT/T+ AbS dT.

298 298

Takum o6pasom, TemMnepaTypHble YCNOBWA COCYWECTBOBAHUA ABYX MOAM-
thrcaumi cepol GyayT ONpeaAenATLCA CNEAYIOWMNM YPaBHEHUEM

T T
AGm—f AS;55dT — f {Aa f —-)dT f (Abf dNdT=0
298 298 298 298

Bce naHHbie ANA NOACTAHOBKW YUCAEHHBLIX 3HaYeHUA MOXKHO HainTu B Tabn. 2.1.
B pesynbtate nonyvaercA ypaBHenue 184,122 + 0,084InT — 0,457 — 0,148 -
<1072 T2 = 0. Pewenue ero: T = 368,75 K. W3 ypasHenuir (2.2) MOXHO npuit-
TM K HarnAgHOW rpacthuveckon KaptuHe, o6BvACHAOWEN Nepexon 0AHON MOAW-
thuauum cepol 8 APYryio (pnc 2.1).

Jlo Temnepatypbl 95,6° C 3Heprua Mu66ca pomGuveckoi cepel Gonee HW3-
KaA, YeM Y MOHOKNUHHOW. 3Ta MoAUDUKAUMA Cepbl ABNAGTCA YCTOWYMBON Npw
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Pue. 2.1. JHeprun M66ca MOHOKNNMHHOW U POMBNYECKON Cepbl KK YHKUUA TeMnepa-
Typbl

Puc. 2.2. .3neprun M66ca MoanduUKauvn cepel Kak yHKUNA AaBNeHUA

Temneparype Huxe 95,6° C. Ho 3HTPONUA MOHOKANHHON Cepbl YNCNEHHO Gonb-

-we. BcneactBue vero ckopocTts MameHeHuA 3Heprun MmBb6ca c TemnepaTypoi
y 3ton moauduKaumu npoucxoauT BuicTpee, yem y pombuveckoin cepol. pu
Temnepatype 95,6° C nuHun anepruii [n66ca nepecexaloTca, u B obnacth 6onee
BbICOKUX TeMNepaTyp YCTOWYMBOW OKa3bIBAaETCA MOHOKIIMHHAA cepa.

OTOoT 4acTHbIM cnyvak MoxeT 6bITb pacnpocTpaHeH Ha 6onee WMPOKWA KPyr
ABneHur. MoXKHO YTBEpXAaTbh, YTO C 106sIWEHUEM TEMNEPATYPb! yeenuyuesaer-
CA YCTOUYUBOCTb TOU MOOUPUKAYUU COCOUHEHUA, IHTPONUA KOTopozo bonswe.

MpumeHAR ypaBHenue (2.2) ANA M3OTEPMUYECKUX YCNOBUM, NErKO MOXHO
pewnTb BONPOC O NONMMOPGMHLIX NPeBpaleHnAX MOAUGVKAUKA Cepbl NPU pas-
nuuHbIX AasneHnAx. x 3Toro ypasHeHuA cneayer, YTo

(dG/3P)r = v, (2.4)

raev — MoOfibHbid 06bemM uccneayemoro BewecTsa, Npu ycnosuu, 4to G oT-
HOCUTCA K OAHOMY mMon. MoXHO nonaraTtb, 470 3TOT NapameTp Mano uime-
HAEGTCA C W3MeHeHWeM aasneHUA. Boibepem 8 KauecTBe CTaHAApPTHOroO AaBne-
HUR, flaBNEeHne pPaBHOe OAHON aTMmoctepe n 0603HaYMM hyHKUWIO NPY 3TOM A3B-
NEHUKU HAACTPOUHBIM KPYXXKOM. Toraa vHrerpuposatue (2.4) naer

G(ry=G(r)y + v (P—1);
G

on = Gan + vulP—1).

3anaanm ycnoevA paBHOBECWA, cornacHo KotopbiM G gy = G (ar), YTO NpuBo-
AUT K 3aBUCUMOCTH

(G(ry — G* o)WV ()= v (r)) =P —1; P=1=AG"/Av.

MONbHbIN 06BbeM MOHOKAUHHOW Cepbl — 15,99 - 1078 M3 /mons, a pombuueckoin
15,53 - 10°% m?/mons. 311 aaHHble.no3sonAtoT onpeaenuTbL AaBneHue, KoTopoe
Heo6X0AMMO ANA OAHOBPEMEHHOIO COCYUWECTBOBaHUA MOHOKNUHHOU U poMbGu-
4yecKoun cepbl Npu 25° C:

P = 1~ 61,086/(0,46 -107%-1,01325 -10°) = — 1,311 -10° atm.

Cmbicn 3TOro peaynbrara packpbisaeT puc. 2.2. B cBA3U C TeMm, 4TO MONbHLIA
o6beM MOHOKAWHHOW cepbl Gonbwe MonbHOrO ob6bema pombGudeckown cepsl,
C MoBbiWeHneM A3BneHnA 3HepruA Tn66ca MOHOKNMHHON MoaudMKauun Gyaer
pacTu BeicTpee, yeM y pombuueckoin, n nuHuu 3Hepruiz M'mb6ca B obnactu nono-
XMUTENLHLIX AaBNEHWH He nNepecexkyTcA. M3 puc. 2.2 MoxHO caenath obobularo-
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Tebnuua2l2

Cp TONLHAA C a ABEBNEHMA PaBHOBECHOro COCYWEeCTBOBAHWA PpombuyecKon v
MOHOKNUHHONK cepbl

Mo aanHem [48] Mo aaHHbiM (48]
Pracy.» aTm Ppacy. aTm.
T P, atm T ! P, atm
368,75 1 1 393.15 610 529
373,15 100 94 403,19 850 755

'383.15 360 308 413,15 1090 988

WMA BbLIBOA, YTO NPU NOBsIWEHUU 0aaNeHURA 803pPacTaeT yCToUNueOCTs TOU MO-
dupuxayuu, MONbHLIG 00bEM KOTOPOU MeHbule.

Paclumpnm 3afladyy M PaccMOTPUM YCTOWYMBGCTb fIONMMOPGHbLIX MOAUGMN-
Kallui Npy OAHOBPEMEHHOM BNMAHUW TeMnepaTypsl U AaBneHnA. [JnA 3Toro 3a-
NUWeM 3aBUCUMOCTb NIMeHeHNA dHeprun Tnb66ca obenx moanduKaumi cepol 0T
AaBNeHuA U TeMnepaTypbl Ha ocHoBaHuKn (2.2) cneaytownm 06pazom:

dG(R) =v (R)dP— S(r) dT; dGoan = v dP —s (pdT.

Ternepb 3agaaMM YCNOBUA, nNpeanonaralwme CyWeECTBOBaHWe paBHOBECHA
mexgy ofenmun MoanpukaumAmu cepsl (COOBCTBEHHO CUCTEMBI) NMpU OAHOBPe-
MEHHOM U3MEHEeHUN TeMNepaTypei U AaBNEHWA B OKPyXawied cpefe. KoHey-
HO, NPA WIMEHEHMU 3ITUX BHewHWUX (akTopos 6Gyaer W3MeHATLCA 3HEpPruA
Mb66ca KaKk MOHOKAWHHOW Cepbl, TaK U poMbBuyeckoi. CocyuiecTsoBatbh pombu-
YeCKaR U MOHOK/NMHHAR Cepa CMOryT NPM PaBeHCTBE APYr APYry nX 3Heprin
M'wb6ca. MoaToMy, ANA COCYLLECTBOBAaHUA MPU W3MEHAIOWMXCA AaBNEHUAX
U Temnepartype, nimMeHexue aHepruii Fn66ca oBenx moandmKauuin cepol AONK-
HO NPOXOANTL TaK, YTOBb! He HapPYW: 10Ck NX PABEHCTBO. TO 3HAYNT, YTO AONXK-
HO BbINONHATECA ycnoauve dG gy = dG (ur) - OTKyna

V(R)dP-—S(R) a7 = v (M) dP—S(M)dT.

MonyyenHoe papeHCTBO MOKa3bIBAET, YTO ANA OAHOBPEMEHHOr0 CyulecTBO-
BaHUA 06enx MOAMDMKAUWIA Cepbl, AaBneHne U TeMNepPaTypa MOryT U3MEHATL-
cA TakuMm 06pa3om, 4To6bi He HapyLWanoch COOTHOLWEeHWE

dP/dT = As/Av . (2.5)

J1a 3aBMCMMOCTL Ha3eiBaeTcA ypaBHeHnem KnaneipoMa-Knaysuyca. Quesna-
HO, C MNOBbIWEHWEM TemiNepaTypbl ANA COXPaHEHWA PaBHOBECWA ABYX (opM
ROSKHO YBENMunBaTbCA AaBNIEHWE, NOCKONbKY BbIPaXKeHWe, CTOAWlEE CNpaBa
OT 3HaKa paBeHCTBa, UMEET NOMOMUTENbHLIA 3HAK. AS — CKPbITaR 3HTPONWA
nonumopcHOro npespawedns poMbuyeckoi cepbi B MOHOKAWHHYD. JTa Be-
NM4MHa MoxeT ObITb paccyMTaHa No AaHHLIM Tabn. 2.1 ¢ ucnonb3oBakuem
(1.44) . Npov3BeaeHHbIA pacyeT NPUBOAMT K CNEAYIOWEMY NONNHOMY

As = --0,366+0,084In T— 0,206 -10°2 T,

MpeanonaraA Hen3IMeHREMOCTbL AV OT AaBNEHUA, MOXHO NErKO HaWTh pelle-
He (2.4):P = —4,001-10° +9,7837 — 1,826TInT+ 3,217 - 1072 T2,

B tabn. 2.2 npuBeaeHb! 3HaYeHUR PaBHOBECHBLIX YCNOBUW, B3ATEIE U3 paboTel
L. Jsepera [48). Kak BuAHO M3 3TUX AaHHLIX, PacueT NO3BONAET MNOMAY4YATh He
TO4YHOE, 3 NMULLIb oueHoYHoe 3HayeHue, CBA33HO 23TO CO MHOTMMU NOrPeWHOCTA-
MU, BOIHMKAIOWWMMWA NPW  ONpeleneHnn TepMOANHAMUUYECKUX fapameTposB.
HemanoBaxkHoe 3HaueHue 3aecb MMeeT ypaBHeHwe, annpoKcuMupyloulee 3asu-
CUMOCTL TENNOEMKOCTH OT TeMriepaTypsi U Npeaensl 3TOR annpPoKCUMaunn.
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Heo6X0AMMO WMETb B BMAY, 4TO TEPMOAMHAMMWUYECKUE PacyeTbl UMelT 60fb-
WY HaAEXHOCTb NPU  WHTEPNONAUMK, @ He Npu 3kcTpanonAuun. Kak 6by TO
HM BbiNo, B reoNOrMY4eCKOM OTHOLUEHWM Pe3ynbTaT BCErfAa OAHO3HAYHBLIA: BO
B8CeX MECTOPOXAEHUAX OCAaAOYHOro TMNa, Temneparypa KOTOPbIX He NpeBbl-
wana 96° C, cepa AonkHa 6bITb NPEACTaBNEeHa POMBUYECKON Pa3HOBUAHOCTLIO.

2. Kapb6oHaT Kanbuwua. PaccMOTPUM aBa MuUHepana, NPeACTaBnAO-
WU X 3TO COeAMHEHNE — KanbUWUT U aparoHnT.

"XOTA 3paroHUT U He CTON®L PACNPOCTPaHEHHbIA MUHEpan, KaK KansuuT, HaXOAKW ero 8
npupoAae A0BONLHO 4acTble. ONUcbiBaR 3HamMeHuTbie ncTosHukn Kapnoseix Bap, A.E. ®epc-
maH [42] otmevaer, 4TO B OAHOM W3 HUX NOA Ha3BaHuem LWinpyaens, rae soaa UMeeT Temne-
patypy 73°C, B orpoMHOM KonuuecTse OTKnaasiBaeTcA aparoHut. Ha Bbixoae uctouHuka
aparoHUTOBAA MAacca AOCTUraeT BbICOTbl 10 M. AparoHUT CYNTAIOT xapaKTepHbIM MUHepa-
Nnom cepHbix mMecTtopoxaeHuin [43, 49]. HabnwoaeHnA Hag ropAYNMK UCTOUHUKAMK NOCAY-
KWUNW, BEPOARTHO, NPUYMHOW TOrO, 4TO MHOTME UCCNeaOBaTENN Havanu CBA3bIBaTL 06pa3osa-
HUe aparoHUTa € NPOrpeTbiMU BOAAMKW W, CNEAOBATENbHO, C NPUYPOYEHHOCTLIO ero K Ten-
nbiM  KNUMaATUYECKUM 30HaM. JTOMy CRNOCOGCTBOBanNW Takike AaHHbIe 06 yBenuueHwuu
aparoHUTOBbLIX CKENETOB MOPCKUX OPraHW3mMoe 8 COBPEMEHHOM OKeaHe No Mepe NPOABMU-
EHWUR OT NONIOCOB K akBatopy [35].

O TOM, 4TO TenNNOBOAHbIE KOPaNNbl OTNAralT aparcHUT, 8 XONOAHOBOAHbIE — KanbuwT,
nuwyr K. Oanbap w Jox. Ponxepc [13]. B HacToRwee BpemA aparoHWT B8 Buae 00NNTOB,
BUAMMO XEMOreHHbIW, OTNaraeTcA B panoHe bonebwon Baramckoin 6aHKu Ha rnybure 5 m
86nuan. Ky6u [9, 57).OtnoxeHne ero npoMcxoAnT Tam, rae TemnepaTtypa BOAbl Beiwe,
HEXENW B OKPYMBIOWNX PaWOHaX.

Takum o6paszom, Kak 6yato 6b1  Gonee uAu meHee YeTKO OGHAPYMMBAETCA rEHETH-
YeCKan NPUYPOYEHHOCTb aparoH1Ta K TennsiM BOAAM, B TO BPEMA KaK KansuuT TRroTeeTt K
BOA3M XONOAHLIM.

OueHuM 3TOT BbIBOA, OCHOBbIBAACh Ha AaHHbIX TEPMOANHAMU KM,

AnAa Havyana Heo6x0AMMO 3HaTL, Kak u3MeHAeTcA 3HepruA n66ca kaxaon
M3 moandmkauui kap6oHaTa KanbuuMA ¢ TemrepaTypoii. [ockonbKy Henv3n
n3meputb abcomoTHoe 3HaueHue 3Heprun MmMB6ca, NPON3BOAAT CTaHAAPTM3aUUI0
no OTHOWEHUID K NpocTbiM BewectBam. [Mo3atomy 3HaveHue aHeprum [u66ca
Kap6oHaTa KanbuuwA, BHeceHHOe B Tabnuuel, NpaecTaBnAeT, No CywecTey, pas-
HoCTb 3Hepruin [un66ca anA peaxuum: Ca+ C+°/,0, =CaCO;3; AGanpy =
=Gyanvy — (Gea +Ge + 3/2602 ). N3ameHeHne aHeprum Mu66ca c Temnepary-

PO Npn NOCTOAHHOM AaBneHwun, onpeaenAemoe no (2.3), npueeaeT K cneayo-
LWEMY BbIPaXEHUIO

(aAG/aT)p.Kanbu =$Kajlbl.l + (SCa + SC + 3/2301)-

Kak BuaHO, ANA onpeaeneHA dyHKLUOHaNbHON 3aBUCUMOCTU aHeprun Tunb-
6ca kapboHaTa KanbuWA OT TeMNepaTypbl HEO6XOANMO pacnonaraTe 3Ha4eHMAMU
IHTPONKMIA BCeX COCTaBNAOWMX MPOCTbiX BewecTe. Ha npakTuke aeno obcrouT,
OAHako, npoule. lNA KanbuuTa M aparoHMTa MOXHO HaNUCaTb COOTBETCTBEHHbIE
ypaBHeHUA  Giansy = AGkansu + (Gea + Ge + 3/2601 );  Gapar =AGapar t+
+(Gca + Ge +°hGo ) .

PaBHoBecve npu nwbon Temneparype onpeaenAeTCA PaBeHCTBOM 3Heprui
TB6ca: Gyanwu = Gapar. HO Toraa npocto AGyanuy = AGapar, NOCKONbKY
YneHbl, coaepalime cyMmel 3Heprun Mn66ca NpocTbix BewlecTs, COKPALLATCA,
Tenepe aHanW3 ycrnoswii PaBHOBECWUA OCYLLECTBAAEGTCA NO 3HAYEHWAM IHTPONUNA
cammx nonumopdHbIX  pasHoBuaHocTen. [eicteutensHo (0AG/dT)p =

= —Sxaneu t Saparr roe AG = AGKanbu - AGapar-
‘T
AGT—Angg =—f ASdT,
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Tabnwuua 2.3
TepMoauHamMuyecKne AaHHbIe ANA Kap6OHATE KAaNbuMA

Nonumopdd{ AHM° [ AG® S l Cp Cp=a +bT+CT?

Han pas-

HOBMA-

HOCTD KO A/ K a b-10? c-10"*
T Ll

Kanbuur  —1206,833 —1128,341 91,671 83,471 106,106 2,192 —2,594
Aparonut —1207,000 —-1127,379 87,864 82,341 85,270 4,284 -1,397

Ho anA ycnoswi pasHoBecuR AGr = AGyxaneu — AGapar = 0. MNo3tomy
T

AGy9g — [ ASdT = 0. Noao6Hoe ucknioyeHune aHepruid Mmb6ca NpocTbix Be-
298

LWECTB NPOUCXOAMT NPU aHanu3e NtoBLIX CAMbIX CNOXKHbIX XMMUUYECKIX PeaKkuui,
YTO 3HAYUTENLHO YNPOLLAET BbIMUCTIEHUA,

OnA BbiACHeHWA ycTon4mBon da3bl kKapboHaTa KanbuUMA BOCNONb3yeMCA
1abn. 2.3.

W3 3TUX AaHHBIX CPa3y CTaHOBUTCA OYEBUAHbIM, YTO NPU CTaHAAPTHOM AaBne-
HUM K TemnepaType 25°C yCTOMYMBBHIM MUHEPANOM OKAXKETCA KanbuuT, a He
aparonut. Kpome T0Oro, ycton4MsocTb KanbuuTa 6yaeT BO3pacTaTh MO CpaBHe-
HWIO C apParoHMTOM NpW NOBbIWEHWWM TemnepaTypb! TaK Kak, COrMacHoO 3Haue-
HWAM 3HTPONUU, CKOPOCTb CHWKEHWA 3Heprun Tnb66ca y KanbuuTa onpeanenner-
CR TaHreHcoMm yrna HaknoHa — 91,671, a y aparonuta — 87,864. Okasbiaetch,
YTO aparoHWT Aanexko He “"Tennoniobus’’. CMeHa ero KanbUMTOM NPOUCXOANT
yxe B obnactu oTpuuatenbHeix TemnepaTyp (no wkane Lenbcua). Ycroiuu-
BbiM B OObIYHbIX NPUPOAHBLIX YCNOBUAX AOMKeH 6biTb kanbuut. K undpe, no-
NYYEHHOW NyTemM TOYHbIX pacyeToB (Temnepatypa nepexoaa = —132°C) HyxHo
OTHOCUTBCA KpuTuvecku. Clofa MOXKHO NPUYUCAUTE BCE Te XKe 3aMevaHURA, Ko-
Topbie GbiNu caenaHbl NPU PaCCMOTPEHUW PABHOBECUIA Pa3NUYHbLIX MoaUDM-
Kauui cepbl. YpaBHEeHUA TeNNOEMKOCTel, npuBeaeHHble B Tabn. 2.3 u nexawme
B OCHOBe YPaBHeHUI 3HTpPoNuU n 3Heprun MM66ca, akcTpanonuMpywTcA Ha Ty
obnacTb, rae He NpoBOANNWCL U3MepeHURA. 3HavyeHUA aHepruin M66ca, npuseneH-
Hete B Tabn. 2.3, Toxe BbIGpaHbl C U3BEeCTHOW Aonein npowssona. PasHocTb
3Heprun n66ca aparoHuTa U Kanbuuta coctaBnAer no Tabnuue 962 [x. Jto
MaKCMManbHaA BenuuuHa OTKNOHeHW, KoTopyl aonyckaer . MakaoHanba
[60], orpaHuumMsan cBou paHHbie pamkamu 670 =290 [Mx/monb. MoHAaHru-
Oacdwn [61] wncnonbayeT 3HaveHwe pa3HOCTU, NnpuBoauMoe [ )KeMWUCOHOM, paB-
Hoe 1130 M/monb, 4TO BEIXOAWUT 33 aonycku . MakaoHanbaa. Bce 3to npwm-
BOAUT K W3BECTHOW YCMOBHOCTU peweHwA. B HacTOALLee BPeMA HeT BO3MOX-
HOCTU TOYHO NOAYYUTL TemnepaTypy nepexoaa NPAMbIM METOAOM W BPAL NU
Koraa-HMbyab TaKaA BO3MOXHOCTbL NOARBUTCA. Ho oueHuBaA BCe BO3MOXHbIE
CnyYan MOABNEHUA OWKBOK, MOXHO COBepeHHO ONnpeaeneHHO YTBepPMAaThb,
yTo o6nacTb YCTOMYMBOro CyLleCcTBOBaHWA aparoHuta GyneT orpaHuueHa Taku-
MK YCNOBWAMW, NPU KOTOPbIX BOAA, KaK XuakaA dasa, He cywecTeyer. Ycroi-
YMBbLIM B NPUPOAHbIX YCNOBUAX ABNAETCA KanbUnT.

Y10 e TOorpa cnegyer nepecMaTpuBaTth, umeowmecA QakTbl WNM Tepmo-
AvHamuky? Mpeabiaywan YacTs KHMMM KaK pa3s u npeaHasHaveHa 6bina AnA Toro,
4T06b! NOKa3aTb, YTO B NPUPOAE MOMYT CYLLECTBOBATL TONbKO TaKWe NPOLECCHI,
KOTOpble YAOBNETBOPARIOT NepPBOMY W BTOPOMY 3JaKoHaM TepmoauHamuku. C
APYTrOW CTOPOHbLI, UMelWHnecA (haKTbl O HaXOAKaX aparoHWTa B TeNNbiX BOAAX
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M 0 TOM, 4TO B CKenerax ManbiX OpraHM3mMoe NPrHNWMaeT yyacTue MMeHHO 3ToT
MuHepan, toxke OGeccmebicneHHO ocnapueaToh. floatomy Bonpoc Heobxoaumo
pewartb TaK, 4T06bl COXpPaHWUMCL 0Ba BbICKa3aHHbIX NONOXeHWA. PaccmoTpum
GO3MOXKHble BAPNAHThi TAKWX PELWEHWNA.

Dx.J1. Buwod [63] nonyyan aparoHUT B BOAHON CPEAe CNUBAHWEM KOH-
LeHTPUPOBaHHBIX PacTBOPOB XNOpUAa KanbuvA M KapbGonata HaTpua. Aparo-
HUT 3TOT OKa3bLIBANCA HEYCTOMYMBBIM U CO BpemeHeM npeobpasosBuiBancA B
KanbuKut. ITOT Mccneaosarens Hawen, 410 npeo6pa3oBaHMe aparoHwTa B Kanb-
uuT npu Temnepatype 50—120°C NpoTexaeT B TeYeHne HECKONbKUX AECATKOB
vacos. [Ipu cHuXXeHUM TeMnepaTypbi CKOPGCTh NPOUECCa 3HAYUTENbHO CHWUMaeT-
CA. 3T0 WWPOKO U3BECTHOE ABNEHWe, KOr4a W3 NepechilleHHbLIX PacTeopoB
BHavyane BbinNapaet mertactabunbHoe coeauHerune ¢ Gonee BbicOKOW CROBOAHO
IHeprven, a 3atem npeobpasyeTcR B coeauHeHue ¢ Bonee Huakon. A.lM. berex-
Tvd [2] ucnonbaosan 3T0 ABfReHne QNA TOro, 4TO6bI OBBACHUTL OTCYTCTBUE
aparoHuTa B APeBHWX OCaAKaX: 30eCb 33 ANUTENbLHOCTLIO BpEMEHr NPON3OWNo
ero nondoe npeobpasopanme 8 KanbuntT. MoxkHo 6Bbino 6bl OCTAaHOBWTBLCA Ha
3TOM NPEANONOMEHWA W BCErAa TPaKTORaTh O6Gpa3oBaHWe aparoHUTa Kak
MeTacTabunsHyo ¢hasy, ob6pas3yloLyOCA U3 NepecbliueHHbiX PacTBOPOB WU ne-
pexoARAWYH BNOCNEACTBMU B KanbuuT. OAHAKO MMeOTCA aKThl, 33aCTaBnAK-
wve fpeanonaraTh, 4TO aparoHUT BbINAAAeT W3 BOAbI Kak cTabunbHan dasa.
06 3TOM MOMHO CyaMTt NO onucaHHeiM A.E. Gepcmanom [42] Genomopckum
poryneKam, npeactaBnAlowWMM coboi ncesaomopdo3bl aparOHATa no uenecTu-
Hy. MNceagomopto3el — peaynbTaT MeaneHHO wuayiwiero 3amewexuA. Mo Bcen
BEPOATHOCTN 3TO PaBHOBECHbIA NPoOUECcC, He NPUBOAALUMA K MeTacTabunbHbIM
razam.

OcagovHbivt aparoHuT, chopMupoBaBMincA Be3 KaTacTpoU4YECKOro CHATHMA
nepeckieHni, 0BHapyXEeH B MMUHNUCTO-MeprenmncTbiX puTMmonuTax bywTbiHCKO-
ro mectopoxaeHua mapraHua [45]. AToT aparoHuT 06pa3yeT TOHKUE CPACTaHUA
C NMUPMTOM — ABHO AKareHeTMdecKnM MuHepanom. A.l. BertexTtuH oTmeuaer,
YTO Pa3HOCTU aparoHnuTa, He NpeTepneBwwe NONMMMOPMHOro NPespalleHUA 8
KanbuMT, coaepaTt cneabl cTpoHumA [2]. fehcteuTtentHo, B aparoHutax Byuw-
THIHCKOrG MeCTOpOXAeHWA Takue cnenbi o6HapymeHs [45]. Aparonutossie
WFONOYKK M OOAWUTLI B paitoHe Baramckux ocTposoe coaepxar Ao 2,5% SrCO;
[9]. CospemeHHve v3MeHeHWe NERCTOUEHOBOTO KOPANNOBOro puda HuXHen
dnopuaLl, cBA3aHHOE C NEpPexoA0M AaparoHUTa B KaMbUMT, KaK yKasbiBaer
®.P.Curen [66, 67], coONpOROKAAETCA BLIHOCOM CTPOHUMA.

Bonpoc o enuAwmux aobasxax Ha ¢opMy Kpucrtanaulauuu kKapboHata
KanLUMA He ABAAETCA HOBbIM. Cpean NPOYUX NPUYKUH 3TO BNWAHWE MOXXHO 06BLAC-
HUTE cnocobHoeThio xapboHata kKanbuMA 06pa3oBbIBaTL TBEPAbIe PacTBOPbLI
(Hanpumep, CaCO; —SrCO;). Kak AcHO GyaeT M3 panbMedwero M3noMXeHwA,
obpa3osative TBepAbiX PacTBOPOB MNoOHwkaeT 3xeprmo [nb6ca coeguHeHnA n
aenaet ero Gonee ycroﬁ'msum AHeprum Mub6ca KanbuMTa W aparoHWTa OTNW-
4alTCAR HeHamHoro. Mo3TomMy ’‘3arpA3HeHHBIN’ YYXWUMKU UOHAMW aparoHWT Mo-
WET OKa3laTbCA MWHepanoM ¢ 6Bonee HUIKOW 3Hepruen [KW66ca, YemM YUCTbIM
KanbuT. TOraa Ha OpraHWambl, CO3AalOLWME 3aParOHUTOBbIE PAaKOBWUHbI, MOXHO
6yLeT B3rnAHYTL COBCeM WHave: 0Opa3oBaHMEe aparoHWTOBLIX PaKOBUH OKa-
ETCA He Pe3dynbTaTOM TeNnoro KNumara, a pesysibTaToOM TOro, YTO NPU MHTEH-
CMBHOM DaievThy OpraHUaMoB (4TO XapakTepHO ANA TPONWKOB) co3aaeTcA
AebuumT xKap6GoHata KanbuuA B Bofe. YacTb OpraHu3imMoB BbIHYXAEHA NpUcCno-
cobUTLCA K 3TUM YCAOBUAM W UCNONbIOBATH TAKYH MWUHEPANOrvYecKyto pa3Ho-
enaHocTe KapboHaTa KanbUWA, KOTOPaR OKaXETCA YCTOMYMBOW B YCNOBMAX
HEROCLIUEHUA BOAbI NO OTHOLUEHWUIO K KanbuuTy. TakoW pa3HOBUAHOCTbIO Oy-
AeT aparoHWT € COOTB2TCTRYHWMM KOMMOHEHTOM, A3WUM C HUM TBepAblA
pacteop.
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PaccMOTpUM BONPOC, KaK peanu3yeTcA BO3MOXXHOCTb 06pa3oBaHuA aparo-
HWTa C_ WU3MeHeHWeM AaBneHWR. MonApHeIn o06bemM KanbuuTa paseH
36,94 cm® /Monb, MONAPHLIA 06bem aparoHuTta — 34,16 cm> /Monb. Cneaosatens:
HO, C MoOBbiWEeHNEM AaBNneHwWA yBenu4deHue 3Heprun [n66ca kanbumTta waer
6onee 6bICTPbIMKM TeMNaMU, 4eM aparoHuTa. Mo3Tomy npu onpeaeneHHOM Aasne-
HuW 3HepruA [u66ca Kanbuuta ByneT pasHa aHepruu Mm66ca aparoxuTa, a npu
[aBNEeHWV Bbille PaBHOBECHOrO YCTONYMBOW (Da30M OKaXKeTCA aparoHuT. Boi-
YMCNEHWUR MOXXHO NPOBECTU No ypaBHeHuo (2.4) . PacyeTbi NOKa3biBalOT, 4TO NpY
0obbluHBbIX Temneparypax paBHOBeCcHOe AaBneHwe A[AOMKHO O6biITb nopAaka
3500 aTm.

3.Muput — Mmapka3urt. He Bcerna nmeeTcA AOCTAaTOMHO AaHHBLIX ANA
NPOBEAEHWA TaKOro MONHOro aHanu3a, KoTOPbIM MOXeET BbITb caenaH No nonu-
MopcdHbLIM Pa3HOBUAHOCTAM KapboHata kanbumA. Yacto 6uiBaeT, YTO ANA aHa-
NN3a AaHHbLIX HEAOCTAaTOMHO. B Takux cnyvaAx NPUXOAWTCA AOBONLCTBOBATLCA
ManbiM ¥ OrPaHUUYKUBATLCA O06LWMM NPOrHO3OM, OCHOBAHHBLIM H3 TON 3aKOHOMep-
HOCTW, YTO C yBenuMYeHWeM TemMnepaTypbl yCTOWuMBON ha30n CTaHOBWTCA Ta,
3HTPONMA KOTOPOW Gonbule, a C yBenuueHWeM AaBNEHWA Ta, MONEKYINADHLIN
o6bem KoTOpoN MeHblle. B kavecTBe npumepa paccmMoOTpUM YCNOBWUA HeyCcToW-
YMBOCTWU NUPWUTa NO OTHOWEHUIO K MapKasuTy.

Mo -aaHHeimM B. Natumepa [25], nupuT xapakTepu3yeTcA CNeaylowuUMU
napamerpamu npu 25° C:

AG° =-166,816 kx; AH° =-177,987 xAx; S° =-53,137 [x.
[lnAa Mapka3vuTa uMetoTCA pacyeTHeie AaHHbie M. X. KapanetbAaHua [19] :
AG°= —151,461 xlx; AH® = —177,402 « Q.

3T AaHHble NO3BONAIOT CPa3y CAenaThb BbIBOA, YTO NpW Temnepatype 25°C
YCTON4YMBOW (h330W OKaXeTCA NUPWT, NocKonbKy ero aHeprva [nb6ca Huxe,
yeM y Mapkasuta. Ho AnNA NporHosa uamMeHeHWA nonew yCTOWMUBOCTW Cynbdm-
DOB C TeMNepPaTypoi 3TUX AaHHbIX ABHO HEAOCTAaTOMHO: HET 3HAYEHUA 3HTPO-
nuu Mapkasura. JTy TPYAHOCTb MOXHO 060WTH, ucnonb3osae ypaBHeHwe wnb-
6ca—lenbmronbua. Bot ero seiBoa. Mpeobpasyem ypasHenne (1.51): AG/T =
= AH/T — AS. NpoanddepeHunpyem 3Ty dopMy no TemnepaType Npu no-
CTOAHHOM AaBnexnun. Npu anddepeHumposanun Gyaem paccMaTpuBaTh OTHOLIE-
Hue Kaxk Apobb, y KOTOPOM ¥ YucnuTens U 3HaMeHaTens 3aBUCAT OT Temnepaty:
psl. Toraa

'[B(AG/T)] (0AH/3T)pT — AH "BAS"\’ ACp AH  ACp
)= -

aT T? T ¥ T T2 T’
3(AG/T) AH
o le T 26

YpasHeHue Fub66ca—lensMronbua MOXHO WHTErpupoBath, ecnu AONYCTUTH,
4TO BbIAENAIOWAACA TennoTa Npu Nepexoae MapKasnTa B NUPUT B CPaBHUTENbHO
He6oNLLIOM TeMnepaTypPHOM WHTepBane He 3aBUCUT OT TemnepaTypsi. Toraa

T T
[ d(AG/TY= —AH [ dT/T?;
298 298

AG/T: A6293/298115+AH293 (1/T— 1/298,15) .
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MoacTaBue npuBeAeHHble Bbiwe AaHHble, y6exaaeMcA, YTO C NOBblWeHWem
Temnepatypbl AG He U3MeEHAET CBOW 3HaK, U, CNneAOBaTenbHO, BO BCeM Temne-
pPaTypPHOM WHTepBane ycTon4meon a3on ABNAETCA NUPUT.

MmapaTaumA MuHepanoB. MeToa, U3NOXKEHHLIN Bbile, MOXET BbiTb NPUMeHeH
ANA ONpeAeneHnA ycrnoswi rMapaTauMnm MuHepanoB. 34eCcb Mbl OCTaHOBUMCA
Ha NPeo6pa3’oBaHUN OKWCHBIX COBAWHEHWI Xene3a W Ha YCNOBUAX NMEPexoAos
runca B aHruapur.

N3 pacTBOpOB, coaepXKallMX WOH TPEXBaMNeHTHOro »ene3a, B NPUCYTCTBUU
rMMAPOKCUA-UOHA BbINafawT amopdHblie reneobpasHble OCaAKW C NEPEMEHHBLIM
KonuyectBoM Bofabl. lMytem wuHibpakpacHoin cnexktpockonuu O. Mnemsep wn
H. Puk [55] noxazanu, 4TO B 3TUX renAx, NOMUMO abcopbrpoBaHHOW BOAbI,
COAEPXKUTCA 3HAYUTENbHOE KONWUYECTBO WOHOB MMAPOKCUNE W YTO NEPBUYHBLIM
ocapkom AenAetcAa Fe (OH) ;. CornacHo npeanonoXeHMAM 3TUX uccneaosaTe-
nei, B npouecce KoHAaeHcaumn konuvectso rpynn OH yMeHbwaeTcA u 8 utore
rens npeppawaetca B Fe; O3. OnbiTel, npoBeaeHHbie Y. WseptmaHom, npuseni
ero K BbIBOAY, YTO peHTreHoamopgHoe BewecTso, kKoTopoe obpasyeTcA cpa3y
nocne ocaX/iaeHWA B 3aBUCUMOCTW OT pH U Temnepatypbl, npeTepnesaer
npespaweduAa nubo 8 a-FeOOH, nubo B a- Fe,0;. Mpu 3atom Buicokue
3HaveHuA pH u HU3KaA TemnepaTypa cNocCOGCTBYOT NPeBPaLEHUI0 UCXOAHOrO
npoaykta B @-FeOOH, a Huaxkve pH n BbicOkan Temnepatypa — B a- Fe, 03,

PeweHve Bonpocos ¢a3osebix NepexoAoB YCNOXKHAETCA. TeM, 4TO FETUT u
reMatuT 06pa3yloT 3aKOHOMEPHbIe CPaCTaHWA, MPM KOTOPbLIX Ha NOBEPXHOCTH
HaxOAWTCA CNoW KWUCNopoAa, obwmi anA obenx peweTtok [65, 68] . MNonyvaerca
COefiMHEHNE C TakWM 3HaveHwem 3Heprun [u66ca, oueHVUTb KOTOpOe NoKa He
NpPeACTaBNAETCA BOIMOXHbIM.

He ocraHaBnuBanAc, Gonee Ha cnoxxHoW npobneme npeobpazoBaHUA OKUCNOB
*enesa, 0 NYTAX KOTOPOro Cropbl NPOACMKAKTCA U MO Cel AeHb, OTMETUM, YTO
NPUHUNNUANBEHO MOXHO paccMaTpuBate cneayrowme pAael: 1) Fe(OH); &

2 FeOOH + H,0; 2) 2FeOOH Z2Fe, 04 + H;0.

CornacHo aaHHbiM 10.M. MensHuka [27], aHeprum M66ca Kaxaoro ma atux
COeAVHEHUA ° XapaKTepU3ylTCA  3HaYeHUWAMW, NpUBeAeHHbIMU HKe (B
w [x/Mons) :

Fe (OH) 3 = —707,891; FeOOH = —489,695; Fe,0; = —739,606;
H.O0 =-—237,191.

OTKl}lna ANA NepBoii peakumn nony4aem AGyss =—19 Kk ¥ AnNA BYOpoOW
AG,9y =+2,59 k1. OTHOCUTENEHO NEpBOW Peakui MOXHO onpeaeneHHo
roBOpMUTb, 4TO OHAa CABWHYTA BNPaBo, B CTOPOHY 06e3BOXXVWBAHWA COEAUHEHUA.
BropaA peakumA He AaeT TaKOW onpefeneHHOCTU. 3HaveHue AGjyes =2,59 k]Ix
HaxXOAWTCA B Npeaenax owubkKKU 3IKCNEPUMEHTANTbHBLIX AaHHLIX U O3TOMY npor-
HO3, COrnacHO KOTOPOMY B8 MOBEPXHOCTHLIX YCMOBUAX YCTOWYMB TETUT no
CPaBHEHWIO C remMaTUTOM, BCe BPEMA NOABEPraeTCA COMHEHWIO U WUMEHHO No
atomy nosoay 60nbuie BCero BO3HMKaeT CNOpPoB.

Bropyto napy MuHepanos, BONPOC O NONAX YCTOMYMBOCTU KOTOPbLIX TakKe
Bbi3bIBAET Pa3HOrNacuA, NPeACTaBnAlT ruAc U anruaput. Mo mHenwo pAaa
CNeunanucTos, rmMnNc ABMAETCA eAUMHCTBEHHOW (OPMON OCaXAeHWA cynbdarta
KanbuuA u3 mopckon soasl [5, 35, 38, 62]. OaHako y uccneposartenen, 3a-
HUMAaIOWWXCA NeTporpamyecKMM WN3yYeHUeM 3BaNOPUTOBLIX TONWw, WMEeTCA
apyroe mueHve. OHM yTBep>AalT nepBUMYHOCTL OOPasoBaHWA aHrwapuwTa —
He3soaHoN dopmel cynbthata kansuma [10, 17, 39, 50, 51]. OnbiTel, npoBe-
AeHHble B nabopaTopwuu, pyKOBOAWMMON aBTOPOM, TaK WM OCTanuce Heonybnuko-
BaHHLIMWU, NOCKOMNbKY MNONLITKW OCaAuTb aHTUMAPWUT JaKe U3 HACbILEHHbIX
PacTBOPOB MOBAaPEHHON CONW OKOHYUNWUCL Heydayvei. [103TOMy aBTOP CKNOHEH
NpMAEPXMBATLCA MHEHWUA, YTO U3 TUMMUYHON MOPCKOW BOAbLI BblCaXXMBAETCA MUNC.
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Ta6bnwuwua 2.4

Tepmonuuamuuecnue AaHHbIE ANA pacvyeTa PaBHOBOCUA FUNC — BHIrMAPHUT

Cp S
Moaudukaumn
Ax/mons - K
T
CasSO, -2H,0 91,379 + 0,3180T 194,14
CaSO, 58,994 + 0,1381T 106,69
H,0 75,396 70,29

C apyroi cTOpOHbI, U3y4aA cepHble mecTopoxaeHuAa Cosetckoro Colosa,
pacnonarawwm1ecs B TUNCO-aHTUAPUTOBbLIX OTNOXEHWAX, aBTOP, Ha OCHOBa-
HUA neTporpacuyecKUx faHHbIX, He pa3 Mor y6eaAMTBCA B MEPBUYHOCTH
aHruapwta, cnarawouiero runco-aHrugputoByto Tonuwy. OcobeHHo Apkoe ceu-
DETEeNLCTBO 3TOFO0 OTMEYaeTCA B KepHe TNyMauCKoro MecTOpPOXAEHWUA cepbl
(Mpukapnatbe) . Ha nnowaav MecTOPOXAEHWA OKPYXAOWVE CEepPHO-KanblUu-
TOBOE Teno OTNOXEHUA NpeACTaBNeHbl XOPOWO BbifiePXaHHLIMKW NO NPOCTU-
PaHUQ, 4YepPeAyLWUMUCA CNOAMU HYUCTOrO0 MENnKO3ePHUCTOrO0 CaxapoBUAHOTO
aHrMAPUTa CO CNOAMU KPYNHOKPUCTANNUYECKOr 0 runca, BPOCLUMMK B N3BECTKO-
Bbin UemeHT. Ha noBepxHocTu, B obHaxkennAx y r. O6epTuHa BCA 3Ta Tonwa
npeactasneHa runcom. OgHako, runc, o6pa3oBaHHbIN 3a CueT ruapatauuu
"aHrMapUTa, NONHOCTLIO YHaGNea0Ban ero TeKCTypy.

K.K. Kennn [58] npusoauT cneaylowme TepMOAMHAMUYECKUE AaHHbIe
runca v aHruaputa (tabn. 2.4) . inA peakuun

CaSO, - 2H,0 = CaS0, + 2H,0, AH 345 = 16862 Ox. (2.7)

O;TKy.qa wcnone3dyAa ypasHeHne (1.51) u panHbie Tabn. 2.4, Haxoaum
AG;95 =16862—15841 = 1021 k. PaHee onucaHHbIM METOAOM MOXXHO onpe-
AeNNTb U3MEHEHKE 3HTPONUKN C TeMnepaTypon:

AST = 567,868 + 118,407 In T —0,1799 T.

Bocnons30BaBLIMCL MONYYEHHBIM 3HadeHWeM CTaHAapTHOW 3Heprum [n66ca u
33BMCMMOCTBIO MPUPALLEHUA 3HTPOMUKM OT TemnepaTypbl NO ypaBHeHuo (2.3)
nNpx NOCTOAHHOM AaBMNEHUU, HAXOANM:

AG % =—10445.33 + 686,275T — 118,407T In T +0,08995 T~ (2.8)

PacyeTr no 3Tomy ypasHenuio AnA AG T =0 noka3wiBaeT, YTO paBHOBeECMe
MeXAy FMNCOM U aHrMAPUTOM HacTynaeT npu 43,6° C. Huxe 3To# TemnepaTyps!
YCTOMYMBbLIM OKa3biBaeTCA rWUNC, a Bbllle — aHTUAPUT. JKCRNEPUMEHTanNLHO
onpeneneHHble Temnepatypbl nepexofa B 33aBUCUMOCTW OT ocobeHHoCTen
3KCNEPUMEHTa OTMEYAlTCA B WHTepBane OT 40°C ao 66°C. Ananus ownbok,
BO3HUKWMWX NPU Pa3An4HbIX METOAaX onpefeneHUA PaBHOBECHOW TeMNePaTyps!,
naH B ctatee A.M. Mpuropeesa v M.M. Wamaesa [11]. Umn we onpeneneHa
Temnepatypa nepexoaa, paBHaAn 42,1 1°, 4TO XOpOLWO COrnacyeTcA ¢ nony-
YeHHbIM 31eCb 3HaYEHWEM.

Kasanocb 6bl, YTO AaHHblE NO3BONAOT CAENaTb BbIBOA O HEBO3MOXHOCTH
BbINAAEHWUA aHI MAPUTA NPU HOPManNbHOM UCNAPeHUU MOPCKOWU BOAbY..

Taxkoir BbiBoa Obin 6bl NpeXxaeBpeMeHHbIM, XOTA OH U OCHOBBLIBAaeTCA Ha
CTPOruX  TEPMOAMHAMMYECKWX pacyeTax. AHanu3 B3aumonepexosa mmnc —
aHrMAPUT 31eCb OCYLUECTBAEH ANA AWUCTUNNWPOBAHHOW BOAbl. Taxkol aHanus
MOXeT NPUBECTM K MHbIM BbIBOAAM, €CNM pacyeTbl AeNaTb NPUMEHUTENBHO K
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80AaM, coaepXawum anekTponutbl, OarHako, B 3TOM pa3fene Mol ero 8bINoN-
HUTL HE MOMEM, NOCKONbKY He 3HAKOMbl C TePMOAWHAMWKOW PacTBopoB
anexkTponutos. K 2TOMy NpuMepPy Mbi eLle BEPHEMCA.

B pabote P. KepHa u A. Baitc6poaa [21] paccmaTpusaroTCR BO3IMOXHbIE
BapuaHTbi NPEBPaliEHUiA rUMC 2 aHMMAPMT NpU NpunoxexHnn pasneHvia. Oka-
3bIBAa@TCA, TEPMOAUHAMUYECKMIA NOAXOA AONYCKaeT pa3Hble pewleHnA, K peax-
uvm  (2.7) MOXXHO NOAOWTVM TPaAVUUMOHHO W HAaWTU YCNOBUA pPaBHOBECWUA C
nomowbio BeipaxeHuA (25). MonekynApHele o6bembl runca, aHruapuTa w
BO/bl COOTBETCTBEHHO paBHbi 74,31; 4594 u 18,069 cm®/Monb. U3 atux aaw-
HbIX cneayeT, 4wTo Av WMeeT MNONOXKUTENbHOE 3HaueHune: o6vbeM NPoaAyKTOB
peaxkuuy Gonbwe obvema ucxoaHbiX BewecTB. WaMeHenne 3HTponuwm As, Kax
cneayet w3 1abn. 2.4, Toxe nonoxmTenbHo. 3aBucumocTs (2.5) nokaswisaer,
4yTo oTHoweHne As/Av npeactaBnAeT cobBoit TaHreHc yrna HaknoHa NWUHWW
P = f (T), nocTpoeHHON B KOOpAMHATAX aaBneHwe — TemnepaTypa. Monoxmrens-
Hoe oTHOolueHne As/Av cBUAeTeNbCTBYET O TOM, YTO C NOBbIWEHNEM AaBNEHUA
ANA MpPeBpalleHMAa rnca B aHrMAPMT HyXHa bonee BLICOKAA TemMnepaTypa.
Npuseaem paccunTanHyto no (2.5) 3aBMCMMOCTb AaBNEHMA OT TemMnepaTypsal
{at™m) :

P =13267,347-871,911T + 150,4359 TinT-0,112872,

Ha ocHOBaHWW 3TON 3aBUCKMMOCTU MOXKHO OLEHWUTb, YTO CKOPOCTH HapacTaHWA
TeMnepatypsl € rnyGUHOM AONXKHA NpeBbIWAaTbh FEOTEPMUYECKUA [PAAEHT.
Mo3aTtomy npespalierne rmnca B aHMAPUT BPAA NN OCYLLECTBUMO B YCITOBUARX
HOPMaNbHOMO NOTPY>HEHUA 0CaAOYHbIX NOPOA.

Opyroe pewenune 3toro sonpoca 6eino npeanoxeno I.J1.®.Mak [loHanbaom
(1953). 3a ocHoBY UM B3ATO NpPEANONOXEHWEe, YTO BOAA B NOPOAE MOXeT
cBo6oAHO ABUraTLCA NO NOpPaM W coobaThCA ¢ NnoBepxHOCTHIO 3emnu. Mo3to-
My OHa HaxogUTCA NOA MMAPOCTaTUYECKUM AaBNEHWEM, KOTOPOE MpuMEpPHO
8 2,4 MeHbile NMTOCTaTMHECKOrO AABAEHUA — TOro, KOTOPOE CO3AaeTCA NOK Pbi-
BalOLUMMU FOPHbLIMWA NOPOAaMU,

Cornacyem 3tTo NonoXkeHue ¢ uameHeHueM aneprun Mn66ca no 3aBucUMocTU
(2.2). NockonbKy W3MeHeHWe AaBNEHUAR C rNyBGUHON ANA aHrMAPUTa U BOAL!
MAET No-pasHoMmy, a Temnepatypy Ha moboi rnyGuHe o06e daabl nMmeloT oavHa-
KoBYyw, To ypaBHeHue (2.2) anm cuctemsl CaSO,4 + 2H, 0 3anuwercA cneayo-
wnm obpasom

dAG = — (Sa,"- + 25“1 0)dT+ Vaur dPTB + 2'V H,O dP*.

Npv nnotHocTn nopoa 2,4 Ha rnybuHe 1000 M «posnA co3paeT AasneHuve
240 atm., B TOo BpPeMA Kak AasneHve cton6a soasi pasHo 100 atm. OueBnaHo,
Pip =24P,ndP,y =2,4dP, .

Toraa

2
dAG =~ (Saur +2$H20) dT + (Vanur +a""H:O) dPrg.

Teneps nonywm 3asucumocte (2.5) ana peakuun (2.7)

~ Srunc aT +v runc dP'ra

=— (Saur + 2"’.H, 0) dT + (v, +0,833 v H, o) @Pry,

ASaur — Srunc 2 SH, o} T = (Vaur =V rync + 0,833 v H, o) dPp.
3HaveHue P, onpeaennret AasrieHve P, oGpasyemoe Tonwedh NOPOA Ha COOTBET-
cTByOWeEN rnybuHe oT nosepx+ocTn lemnn. Caenae 3aMeHy P, Ha P, nonyyaem

dP As

dT AVTB +0,833VH20
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Ta6nuua 25

NpumepHbie rnyGunbl (8 M) nepexoaa runca B aHruAPUT B IaBUCKMOCTM OT Temnepa-
TYPb! IpM ANOTHOCTM nopoRn 2,4

t,°C 0 10 20 30 40 50 60 80 100
3aKkpbITbie NOpPbI Func 200 500 1000 1800
OTKpPBITLIE NOPbLI 650 500 350 200 AHrnaput

Noactasue 3HaueHwe (Av), yBexxpaemca, yTo Teneps 3HamMeHaTens npuobperta-
eT oTpuuaTenbHbid 3Hak. OTpuuatensHaR npouaBoaHaR (dP/dT) oteeuaer
3aBUCUMOCTM, NPV KOTOPOA yBENuueHWe AABNEHUA NPUBOAAT K NOHWUMEHUID
TeMnepatypsl nepexona funca 8 aHruaput. HanTtv 3Ty 3aBUCUMOCTb MOXKHO
nocne pasaeneHuA nepeMeHHbEX U UHTer P POBaHUA:

P= —7517,42 + 490,3067T — 84,607 In T + 6,427 - 1072 T2,

B Tabn. 2.5 yka3aHbl npuMepHbIe rNyOMHbI, PACCYNTaHHbLIE NO NPUBEAEHHbBIM
YPaBHEHUAM, HWXKe KOTOPEIX NPY COOTBETCTBYIOWKUX TemMnepaTypax runc 6yaer
npeobpasosaH B aHruaput. Kak BuAaHO w“3 3ToW Tabnuubi, pasHele runoTess)
A3I0T NPOTMROMNONOMHLIE pe3ynuTatbl. [pUHATME NI0GOW M3 HWMX NONHOCTHIO
33aBUCHMT OT (PaKTOB, OBHapPYMBAEMbIX rEONOraMmM: MOXKHO N CYMTaTb NOPOAbI
c8060AHO NpPOHWU3EMbIMU ANA BOAbI UNKM HeT. Echu Nopoabl HeNPOHWUaeMsl,
-To paboTaeT nepean runotesa. OueBMAHO, 4TO TOrAa NEpPexXop rMnca B aHrna-
puT ByAeT NPOXOAUTL B O4eHb OrpPaHMYeHHbIX 0BnacTAX ¢ aHOManbHbLIM regTep-
MU4ECKMM FpaaveHToM. BTopoe peweHwe Taxike, BEPOATHO, MOXeT BbiTh pac-
NPOCTPaHEHO Ha OrPaHUYEHHOE 4YACNO CNYY4aeB, NOCKONLKY 3AECH HYXHO Npea-
nonarath NepBOHaYanbHy0 OTKPLITOCTh NOPOBOrO NPOCTEGHCTBA KaKk B CaMOM
rMNCOBOM CNoe, Tak U B CNOAX, ero nepexkpbiBarouiMx, Heo GbACHMMbIMIA OCTalOT-
CA U YACTO reonorvyeckue HabnioaeHUA — yepenoBaHWe CNOEB MMNCa U aHruAa-
puta. OaHako, o6pa3oBaHue aHTMAPUTOBLIX NPOXUNKOB, (hopPMUPOBaHWe KOTO-
pbiXx 0Obl4HO CBA33aHO C NPEOAONEHWEM 3HAYATENLHOrO CONPOTUBNEHUA MNPU
poCTe B CTOPOHY KPOBSM M NOAOWBLI U HE3HAYUTENLHOMO CONPOTUBNEHWA NO
HaNpasneH1Id CaMoro NpPoXunka, Moxert BbiTb 06BACHEHO 3TON cxemon. Takune
AHTMAPATOBLIE NMPOXMNKU AACTBATENLHO bBbinu BCTpeueHbl HAMUM B FMUHWUCTON
Tonuwe BoauHckoro cepHoro mectopoxxaeHuA (Kynbolwesckoe Mosonxee)
B Y3N3aX Nepece4eHnA TPewmuH,

OnA 6onee nNONHOTO NUTONOrO-re0XMMWUYECKOro aHanuia HeoGxoavmo
WCAONL30B8aTh 3aKOHOMEPHOCTU, KOTOPbLIE PACKPbLIBAIOTCR TEePMOANHAMU KON
pactBopoB8. [lOCTATOMHO cKa3aTh, 4TO fiodaBnAlouee GONBLWIMHCTBO aKToR,
NPMBOAAWIMX K HOPMUPOBaAHUIO TOW UNN MHOW OCaAO4HOW NOPOAbL, CoBEpPLIAET-
CAR B BOAE W, rNaBHbIM 06pa3om, B Mopckoi Boae. Cneaylowme pasaensi byayr
NOCBALLEHbI METOAaM, NO3BONAIWMM aHaNnM3npoBaTh NPOLECCh! XeMOreHHOro
MuHepanoo6pa3oBaHnUA B PacTBOPax.
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Fnasa 2
FTA300B6PA3HbLIE PACTBOPDI

Juneprua Mb6ca pacwumprtoweroca rasa. B npeasiaywem naparpacde ucnonb3o-
BaH NPpUHUMN BTOPOr0 3aKOHa TepMoAMHaAaMUKU ANA onpeAeneHUA TakKnXx peax-
UMA, NP KOTOPbIX HauyaneHble N KOHEYHbIE MPOAYKTbI NPEACTABNEHbl YACTLIMU
thaszamn. Tak, 6bIN0 NOKa3aHO, NP KaKWUX YCNOBUAX MOHOKAWHHAA cepa nepe-
xoauT B pombuyeckyto. Bbino BLIACHEHO, KOrAa rMMNC pacnNafaeTCA Ha aHrua-
puT U ucTyio Boay. MonbiTka nepeHecty NoAoBHLIM MeTOA aHanu3a Ha Takoh
BaXHbIA B FeONONMYECKOM OTHOWEHUN 06BEKT, KaK NMPUPOAHbIE BOAbI, HU K
yeMy He npuseaeT. [onbiTaeMcA, HanpyMep, NPUMEHUTL U3BECTHLIA YXXe MeToA
ANA YCTaHOBNEHWA PaBHOBECUR NPU PaCTBOPEHWU NOBapPeHHON CONK:

NaCly, + nH,0 =NaCl, ; + mH, 0.

OueBnaHo, ANA onNpeaeneHUA HanpasneHUA npouecca Heo6XoAMMO OUEHWUTL
Pa3HOCTb 3HEPrui MMB6ca KOHEYHbIX NPOAYKTOB M UCXOAHbIX BEULECTB:

AG® = (AGIQJaCl, agtm AG?{lo) - (AGRIaCl. T +"AG?’{1 o).

JHeprusa M'mb66ca kpuctannuyeckoro NaCl u aneprua M66ca wictornH, O MmoryT
6b1Tb ONpeaeneHsl No TennoBbiM 3ddexTam obpazosaHmAa NaClu H, O w3 npoc-
ThIX BEWECTB U NO BbLIYACNEHHbIM 3HTPONMAM HAa OCHOBaHWW TpeTbero 3akoHa
TepmoanHamukun. OgHaKo, HUYEro onpeAeneHHOro Henb3A cka3aTb 06 aneprun
T'n66ca pacTBOpeHHOW NOBapeHHOW CONW: ANA ee ONPeAeneHUA HeT MPAMbIX
MeTOAOB, KakK U HeT ux ANA ONpPeAeneHUA AG?_L O BOAbl, B KOTOPO PacTBOPeH
BTOpO KOMNOHEHT. Ecnu 6b1 3Ta npo6nema He Gbina peweHa Boobwe, To BO3-
MO XHOCTH TepMOAVUHAMU KUK OKa3anuce bl O4EHb OFPaHUYeHHbLIMA,

K cuacTbio, 0avH U3 MeTOAOB peweHuA ee npeanoxvn [1.B. Fnu66c, BBean B
(M3INYECKYIO XUMUIO HOBYIO hyHKUWUIO, KOTOPOHU 6biNO RaHO Ha3BaHUE ''XUMW-
yeckvidi noteHunan’”. Cnoco6 peweHuA, npeanoxeHHbih M66coM, Bbi3san
BMNOCNEACTBMN AMCKYCCUIO MEXAY FreoNnoraMm W XMMMKamMu, KOTOPanA He yTuxna
1 no cei AeHb. CyTb AMCKYCCUMN 3aKNIOY3ETCA B CNeAYHOLLEM, .

Xumuuecknih noteHuman, Kaxk OyaeT BMAHO W3 panbHeAWero — 3HepruA
m66ca KOMNOHEHTa OTKPbITOA cucTeMbl. B cBA3W ¢ 3TMM MHoOrWe reonoru
yTBEPXAAI0T, YTO KNacCUYeCKaA TepMoaMHaMuKa AoMkHa GbITh pacnpocTpaHeHa
Ha OTKPbITble CUCTEMbI, XUMUKN UM BU3PaXaloT Ha TOM OCHOBaHWUW, YTO BTOPON
3aKOH TepMOAMHAMUKKU (DOPMYNUPYETCA KaK MPUHUUN BO3PAacTaHWA 3HTPONUK
U30NMPOBaHHOW cucTembl. Mpn nepexope K 3HepruAM [Kn66ca peakunoHHan
4yacTb CUCTEMbl AOMXHA BbiTb 3aKpbiTa. He BAaBaAChL B AUCKYCCUIO, N3N0XKEHUe
MeTOfla HayHeM C aHanu3a ra3osbix CMeced, 06pa3ylolMx rasosbie PacTBoO-
pbl. EctectBeHHO, Hanbonee npocToe peweHWe NONy4aeTCA AfIA UaeanbHbix
ra3oB.

[AnA nsotepmuyeckux ycnosuin ypaaHenue (2.2) npeobpasyercA s (2.4)
(0G/oP) = V. (2.4)

0 G — wu3meHeHue 3Heprun MmM66ca NPOM3BONBLHONO KONM4ECTBa OAHOPOAHOMN
cUCTeMbI, HanpuMep Kakoro-HMbyas rasa A; V — obbvem, 3aHMMaeMblit 3TUM
POM3BONBHBIM KONWYECTBOM rasa. ITOT 06bEM MOXKHO BbiPasuTb KaK Mpouns-
BEeAEHUE KOoNMYecTsa monei Ha MonbHblil obvem: (0G/OPYr = n4 v 4. AnA
nAeanbHOro rasa MonbHbiM 06beM CBA3aH C AaBNEHUEM W TeMNepaTypon ypas-
Henuem (1.5). Ucnonbayem ero B NpuBeaeHHOM YPaBHEHWUM U Mepenuwiem 3To
ypasHeHue B hopme, yao6HOU ANA MHTEr PUPOBAHUA:

dG, =n, RTdP/P. (2.9)
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MNpov3aBepaeM u3oTepMnyecKoe pacliMpeHUe OT AaBNEeHUA P1 A0 AaBneHuA
P2 , YTO COOTBETCTBYHOLWMUM oGpaaoM U3IMEHUT CBOGOAHYIO 3HepPrvio rasa:

GA1=GA1+,7A RT'n(Pz/Pl). (2.10)

YpaBHenve (2.10) HeyaobHo notomy, uto P, u P, — npou3sonbHbie BEnu-
unHbl. Mpou3sonbHBIMM OKa3bIBalOTCA noatoMy G4 v G4, . AnAa yaobetea
AanbHeAwero aHanu3a Heo 6xoanmo BbIGpaTL cTaHaapTHoe aaBnewve, [lo BBeje-
HUA MexayHapoaHoh cucTtemMbl eannny, CU B8 KauecTBe CTaHAaPTHOIO COCTORAHUA
8bibupanoct aasnenue, pasHoe oaHow atmocdepe. Toraa (2.10) nepenuchisa-
nocsb cneayowum obpasom:

Gy=G4+n, RTInP. (2.11)

3AerGf’4 — 3HeprunA MM66ca NPON3BONBHOMO KONWYeCTBa YMCTOro rasa A npu
aagsnedn 1 atm. MNo3tToMy 3HaueHue P noa 3HakoMm norapudma npeacTaBnAET
coboit He AaBneHve, a BeNUYMHY, YMCNEHHO PaBHYIO AaBNeHUIO B aTmocdepax,
nockonbky haKTU4eCKW B 3TOM ypPasHEHUW WMelOT AeN0 C TAKMM OTHOLWeHeM
DAaBNEHWA, NpU KOTOPOM 3HaMeHaTeNlb OTHOLUEHWA paBeH eauHuue. B CU B
KayecTBe CTaHAAPTHCrO AaBNEeHUA HeoBX0AMMO MCNONbL3OBaTh BENUWIHY, PaB-
Hyto1,013 - 10° Ma. CranaapmanpyR (2.10) no OTHOLUEHWIO 3TOro AaBnEHWA,
NONYUYAM BbipakeHue

Gy=G§ —ng RTIn1,013-10° +ny RT In P,
rae P Taxike BbiparkeHo B8 Nackanax. Beegem o603HaYeHUA:
G$—-n4 RTIN1,013.10° = GJ.

HaacTpoyHbIM 3HaYykoM Mbl 6Gyaem oBo3HauaTe CTaHAapTHblIE COCTOAHWA, He
oTBEuaOWE YCTOMY Bewectay. Torga G4 =G4 +n4 RT InP. B aToM ypaBHe:
Huv G 4 xapakTepuayeT 3Hepruio TM66ca NpoON3BONLHOIO KONUYECTBa rasa A npw
Npou3BoNnbHOM AaBneHun P, ucuncnAowemcr B Ma. Mbl GyaeM nons3oBaTLCA
BbipaxkeHueM (2.11) , xak Gonee NPUHATLIM.

MapuwnansHoe pasnexwne. MonoHan aonA. MpeacTaBUM AWMK, pa3fAeneHHbI
neperopoaxoi. Mo oaHy 4acTb NneperopoAkyn nNomecTuM ra3s A, a no Apyrywo —
ras B. Co3paaum Takue ycnoBuA, YTOOGbl KOMNOHEHTbI 3TON CUCTEMbI Haxoam-
nMCb B YCNOBUMAX TEPMUYECKOro M MeXaHUWYyeCKoOro pasHosecuA. [lapameTpbl
COCTOAHWUA KaXQAoro rasa CBA3aHbl MeXAay co 6ol ypasHeHuem (1.1} :

PV, =ny RT; PVg =ng RT. (2.12)

Mocne Toro, kak neperopoaka bGyaeT yaaneHa, Ka)Aabli W3 ra3os pacnpeae-
nutcA Bo BCeM obbeme. Mpu atom V6, = (V4 + V). [laBnenme v Temnepa-
TYPa 0CTaHyTCA Heu3MeHHbIMU, BmecTo (2.12) Toraa MoXxHo 3anucaTtb

PVoew = (ng +ng) AT. (2.13)

Ecnu He BbIAENAA ra3 n3 Takoro pacTesopa Mbl 3aXO0TUM ONUCaTL €ro HAMBUAY-
ansHble 0c0BEHHOCTN, TO MOXHO BOCNONbL30OBATLCA YpPasHeHNAMU

PsVoow =na RT; Pg Vioeum =ng RT. (2.14)

3aece P4 v Pg — MHOXUTENW, 3aBUCAWME OT Ny U Ng 1 NPUBOAALLNE B COOTBET-
CcTBUE NEeByt0 M NpaBylo YacTh paseHcTBa. [Tpocymmupyem (2.14) u pasgenum
Ha {(2.13). Torpa P4 +Pg =P. MHonmTenu P4 u Pg nonywnu Ha3saHue Napum-
anbHbIX AaBneHwi, MpMHUMN, OTPaXeHHbIA NPUBEAEHHON 3aBUCMMOCTLIO, Gbin
chopmynuposaH [ansToHOM cneayrowmm obGpasom: obuee nasneHwe rasa B
ra’oBOM pacTBOpe paBHO CyMMe NapuwanbHbIX AaBneHuii KoMnoHeHToB. M3
(2.14) oveBnaHo, 4TO nNapuunanbHOe faBneHWe — 3TO TO AaBnNeHWe, KoTopoe
co3naBan 6bl KOMMOHEHT ra3oBOro pPacTBOpPa, 0AWH 3aHMMaA TOT 06beM, KoTo-
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Pbld NpMHaANEXMUT BceMy pacTBopy. EcTecTBeHHO, BCe 3TW pacCy»AeHWA OTHO-
CATCA K WUAeanbHbiM ra3aMm, NOCKONbKY B OCHOBEe NexmT ypaBHeHwe (1.1).

Pazpenum Kkaxpoe u3 ypasHennn (2.14) Ha (2.13): P4 /P =n,/(ny + ng);
Pg/P = ng/{ny + ng). NonyyeHHbIe OTHOWEHWA KONUYECTBA AAHHOFO KOMNO-
HEHTa KO BCEM KOMMOHEHTaM PAacTBOPa MMEHYIOTCA MG/IbHLIMU AONAMK, YCno-
BumMcA 0603Ha4aTb MOMBHYID AOMO ra30BbiXx pacTBopoB cumsonom X. Toraa

PyIP=X,; PglP=Xg. {2.15)

W3 onpeaeneHnA Oo4eBUAHO, YTO CYMMa MONbHbIX AONEA BCEX KOMNOHEHTOB
paBHa eaMHuue.

Xumnueckuit notenumwan. BuiACHUM yCNOBMA pPaBHOBECMA ABYX CMELLNBAIO-
wMxcA ras3os. [InA 3toro ucnonbiyem npumep, NPUBEAEHHbLIA B8 Havane Npeabl-
Ayuwero pasgena. UMelotca rasel A n 8. Kaxabii U3 HUX HaX0AUTCAR NOA OAHVUM
w TeMm xe gnasnexdnem P, Nocne ypaneHnwA neperopoaKn raabl CMELUMBAOTCA
u npnobpeTaldT napuMansbHbie AasneHVA P, u Pg . BbIRCHUM, KaKue BeNnuvHbI
naptiManbHbiX AaBneHun 6GyayT COOTBETCTBOBAaTh PAaBHOBECHOMY COCTORHWIO
raosoro pacrteopa’? [InA peweHWA 3TOro BONPOCa HEOGXOAMWMO MCXOANTL U3
TOro, Y4TO CMeLUeHWe ra3oB AONKHO CONPOBOMAATLCA NOHWMKEeHWeM obuien
aHeprua Mn66ca cuctemsbl, Ecnu 66l 3TOro He 6bINO, NPOUECC CMELWEHWA ra3oB
He npoxoavn 6kl camonpovsBonbHo. PaBHOBECHE YCTaHOBUTCA, KOTAa 3HEprua
f66ca okameTcR MuHUManbHOW . CnenoBaTenbHO, pelieHue 3afa4 3aKnioyaeT-

CA B NOUCKaX MUHUMyMa 3Hepruu [nB6ca cuctembl. Mockonbky 3HEpruA
M66ca — BenMuMHA IKCTEHCMBHAR, TO

G=G,4 +Gg.

B cBo ouepeab IHeprua (M66¢a KamaOro KOMNOHeHTa onpeaenAeTCA ypaBHe-
Huem (2.11) . Toraa

G=G,+n, RTInP, +Gg +ng RT In Py,

Danee, HeOGXx0AMMO yuecTb, 4TO cucTema 3akpbitan. Mostomy n, = const
W ng = const. Mockonbky G4 W G5 OTHOCATCA K WACTbIM BElECTBAM, a B
3aKpbITOA CUCTEMe KONMUYECTBO ra3a He W3MeHAeTCA, To dGi =0 wn dGg = 0.
OuesuaHo,

dG=n, ATd NP, +ng RTd InPy.

Bcnomuum, yto d (In P,) = dP,/P,. OTcoaa
dG =Ny RTdPA/PA +ng erPB/PB

OnA onpeaenesnA MuHUMyMma 3Heprum TM66ca Heobxoammo 6paTe Npovu3soa-
HYI0O NO KaKOMY-HMByab KOMMNOHEHTY U NpupasHuBaTh ee Hynw. OpHako 8
YPaBHeHWe BXOAAT ABa audidepeHumana: dP 4 u dPg. YTobb! nepeiiTu K oaHO My
anddepeHumany, CHOBa HyHO BCMOMHUTL, YTO CUCTEMa 3aKPbITaRA.

N3 3zaxoHa JanbToHa cneayet, uto P4 + Pg = P. Ho AnA AaHHO# 3aKpbITOM
cuctemel P = const. Moatomy dP, + dPg = 0. Bbuipasus dPy vepes dP, , uuem
MUHWMYM 3Heprun MnB6ca cucremsi:

(BG/BPA) P’ T,nA,nB =Ny RT/PA — Ny RT/PB=0
B peaynbTare nonyvaem
P-A/PB =nA/nB.

PabHoBecve HACTynUT TOrAa, KOrAa OTHOLWEHUE MapUManbHbIX AaBneHui
CTaHeT paBHbIM OTHOLWEHWIO B3ATLIX MoOned rasa. BepHyBUMC, K NpuMmepy
NpeaLIAywero pasaena, MOXHO BUAETb, YTO 3TO peweHue He OTAUYAaeTCA OT
pewennA (2.14) . XoTA npvBeAeHHbIA NpUMEP TpUBWanNeH, OH WANOCTPUpPYeT
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TO, YTO TEDMOAVNHAMMHECKME PacHeTbl UMEIOT KOHKPeTHOe pelueHwne, Byayw
ApY MEHEHHBIMN K 33K PbITON CUCTEME.

Mopa3no MHTepecHee pacCMOTpeTh CAy4aW, KOMAa OAWH U3 rasos wucuelner
B pe3yneTate peaxkuun. Hanpumep, HopmanbHbid 6yTaH npeBpawaeTcA B
u30byTeH

H - CaHyo < U300 - CaHig.

3nech nepemMeHHbIMW 0Ka3biBaOTCA HE TONLKO NapunanbHbie AaBNeHWA, HO
U KONU4eCTBa MOfMEN KaxAoro M3 rasos. [No kakuM 3aKoHam B 3TOM chyuae

c

\

Puc. 2.3. K 06bACHEHVI0 XMMUYECKOro
noTteHuwana

6yaer u3ameHATbCA 3HepruA [um66ca oTaenbHOro KoOMNoOHeHTa? JToT BONPOC
BaXkeH NO coobpaxeHnAM NoucKka MUHUMyMma 3Heprun ub6ca Bcen cucTemsl,
KOTOpbIA ByaeT OTpaX<aTb HacTynnenwe pasHoBecvA. [NA peweHuA ero Heob-
XOAUMO NPOBECTU A0NONHNTENLHbIE UCCNEAOBAHNA.

Bo3bMeM KOHTEWHEP, NPUKPLITLIA C OAHON CTOPOHbI MOPLUIHEM, a C Apyrow
vMelowui oTBepcTMe ANA Hanycka rasa (puc. 2.3). O6bvem KoOHTenHepa 3anon-
HeH KakuMmu-To raszamum A n B. Yepe3s HanyckHoe oTeepcTve GyaemM ssoanThb
8 KoHTeHep ra3 C. Mpu aTom NopweHb HaYHeT BbLIABUTATHCA, YPaBHUBAA AaBne-
HUE BHYTDM CUCTEMBI C A3BNEHWEM OKPYyixalouwehn cpeasl. Beoaumein ras C
pacnpenenuTCA MeXxay rasamuv A u B, ob6pa3yR TpexKOMNOHEeHTHLIA ra3oBslk
pacTBop. Kaxpabih u3 GbIBLlUNX paHee B KOHTEWHepe razos, yCTynaA MecTo a3y
C, ysennwBaeT ceon cobcTeeHHbii o6bem. O6wee aasneHue cMecv B KOHTER-
Hepe PaBHO BHELIHEMY AABNEHWIO, U, KK YXXE 0TMEYanocChb, 0CTaeTCA NOCTOAH-
HbiM. MapunanbHble AaBNEHWMA KOMNOHEHTOB A U B yMEHbLWAIOTCA, 3 KOMIMO-
Henta C — yBenuuwsaetcA. CeA3b aHeprum ub6ca rasa c ero napuManbHbIM
paBnennem onpeaeneda ypasHeHwem (2.11). NpumeHAR 3TO ypasHeHne K
PaccCMaTpUBaeMoW CUCTEME, MOXKHO BbIACHNTb BaXKHYI0 0COBEHHOCTL: HeCMOTPA
Ha TO, YTO B CUCTEMY BBOAUTCA TONbKO OAWMH a3, U3MEeHRAIOTCA 3Heprun n66ca
KaXQOro KOMMOHEHTa CUCTEMbI, NOCKONbKY K@XKAbIW KOMMOHEHT W3MEHAET
CBOE napuvanpHoe AaBieHne.

NepeitaemM K 4YACNEAHOMY pPeLUeHWI0 WHTEPECYIGWEro Hac Bonpoca — n3ame-
HeHuo aneprun n66ca scer cuctembl. OCTaHOBUMCRA CHauana Ha 1pvpawieHnn
aHepruv Fn66ca razos, He WU3MEHAIOUMX CBOEro KONMYecTBa. ATo rasnl A u B.
DnA Hux B cooTsetctBumn ¢ (2.11} dG = d(G” + nRT In P) .Npu atomdG~ =0,
nockoneky G~ XapaKTepMayeT KONMWYECTBO UMCTOrO rasa, BIATOrO NPM CTaH-
AapTHOM AaBneHuun, pasHOM 1 aTM. Tak Kak KonNnuecTBa rasos A u B B KOHTeRN-
Hepe HE W3IMEHAIOTCA, TO WiMeHeHne G- He npovcxoamT. Mo3Tomy ANA Kaxao-
rouvsrasob Awu b

dG =nRTd InP.

Coecem nouHomy OGynet M3MEHATLCA 3HEPruA fn66ca raza C. B cBA3n c ero
HaNnyCKOM B CUCTEMY W3MeHAETCH G , XOTb 3Ta BENMWAHAa ¥ OTHOCUTCA K YACTO-
My BELUEeCTBY, HO OHa 3aBMCUT OT ero KONWYECTBa, KaK 3IKCTEHCMBHaR. Konu-
4eCTBO e rasa C u3mMeHRETCA B CBA3W C ero HanycKoM. .
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Takum obpaszom
- o
dG. = dGC +RT InPC d"C +n. RTd In PC .
Tenepo 06liee nameneHue 3veprun 'n66ca MoxHO noacunTaTe MO ypaBHEHWO
—_ o
dGoﬁm =n, RTd|nPA + nBRTd InPB +n. RTd InPC +dGC +
+RT In PC dnc .
Caenaem 3ameHy, yuuTbiBan, 4To d Inx = dx/x:
- (o]
dGogy = RT(nA dPA/PA +ng dPB/PB +n. dPC/PC) + dGC + AT In Pc dnc .
UcnonbiyeM To, 4TO KaxAbIW M3 KOMNOHEHTOB HaxoauTcA B obuwem obneme.
Torpa, cornacHo (2.14), nOMKHO NMETL MECTO OTHOLWEHWe
nA/PA = nB/PB ="C/Pc = V/RT.
Taxknm obpasom,
- (=]
dGogw = V(dP, + dFy + dF.) +dG. + RT InF dn., .
AnA npeobpa3zoBanuA BbipaxeHuA B ckobkax Bocnonb3yemcA Tem, 4To obuiee
NaBneHne NOCTOAHHO, 8 CYMMa NapuManbHbiX faBreHwit pasHa obwemy Aaasne

Huo. Toraa wa Toro, yto P, + Pg + F- = const, cneayer dP, + dPy + df. = 0.
Noatomy

dGogw = dGg. + RT InPdn,, . (2.16)

\

Bynem onpenenATs KONWYECTBO 3Hepruu wb6ca sceli cucTembl, npUXoAan-
LieecA. Ha OAUH MONMb BBOAMMOro KomnoHeHTa C. Tak Kak U3MeHeHUe 3Heprun
Fub6ca cucteMbi NPOMCXOAWUT HenpepLIBHO NO Mepe BBEAEHWUA KomnoHeHTa C,
TO NocTaBneHHaA 3aflaya PewaeTcA C NOMOLLBIO pacyeTa YaCTHOW NPOWU3IBOAHOW:
(0Go6m/9nc) 1 p, ny ng: OrpaHudyeHMA B NOACTPOYHOW 3anWCH YKa3slBaloT,

uTo obulee paBneHWe U TemnepaTypa BCEA CUCTEMbl NPW BBEAEHWW KOMMOHEH-
Ta C He m3MeHATCA. He naMmeHAeTCA n KonuyectTeo razos A n B. [loctaTouHo
BBecTu BeckoHeuno manoe KonuuecTso rasa C (dn.) npw pawHom ero conep
XaHuum B cucTteme, 4Tobbl nMaMeHunace obwan 3HepruA u66ca cucTembl Ha
BeninHY dGogy . JIerko MOHATHL, 4TO OTHOWEHWE 3TUX GeckoHewyHo Manbix
BeNUYMH KaK pa3 M AacT TO KonuyecTso 3Heprumn Tnb6ca Beel cucTemsl, KOTo-
poe NPUXOAUTCA Ha OAWH MONb BBEAEHHOro ra3a C. [lpoaentipaf 3Ty onepauuio
Han - (2.16), nonyuaem: (0Go6.,/0nc) = (3 Gz,/anc) TP ngng +

UMEHYETCR XUMUYECKUM

T,P,nA,nB

+ AT InF.. Npoussoaran (3Go6w/dnc) p 1 nyng

norexyuanomM paHHOro KomnoHeHTa C. XvMuueCcKuid NnoTeHUwan onpeaenAeTr us-
MeHeHue 3Heprun ub6ca Bceit cucTemsbl, NOA BAMAHWEM KOMIMOHEHTa, KOTO-
Pblid B 3TY CUCTEMYy BXOAWUT U3 OKPYXXalowien CPeabl UNW YaanAeTCA B OKPYIKalo-
WY CPeAYy NPWU NOCTOAHCTBE BCEX OCTanbHbIX KOMMOHEHTOB. Tenepb He MOXET
6bITb COMHEHMA, 4YTO XUMWYECKWIA NOTeHUWan KOMNOHEHTa XOTA W wumeeT
OTHOLWeEHNEe K 3Heprun M66ca, OTHOCUTCA K OTKPbITOM cucTeme. Ho Toraa He
AOMKHO BbiTb U COMHEHUA B TOM, UTO XMMUYECKUIA NOTeHuunan Henb3A Henocpea-
CTBEeHHbIM 06pa3oM NPUMEHATL K TePMOAMHAMUYECKOMY aHanuiy: BTOPOW
3aKOH TepMoOAMHaAMUKK MeToaom 3Hepruin 'wbbca no3sonAeT onpeaendATb
YCNOBUA PaBHOBECUA TONbKO B 3aKPblTbl X CUCTEMAX.

Xumunueckuin  noveHuman obo3HavaetcA cumsonom u. [pouwsBoaHas
(BGZ/anc) paan yuudukaumm obosHayaeTcA Kak #2‘- MockonbKy NPOU3BoA-
HaA OTHOCWTCA K YACTOMY BewecTBy C, NOACTPOYHLIE OFPaHU4EHWA Ny W ng
HEe WrpaloT HUKakoit ponu. Mo cywecTBy 3Ta NPOV3BOAHAA He YTO MHOE, Kak
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aveprua n66ca oaHoro monA yuctoro rasa C, T.e. u,. = AG,. (anA oaHoro
MonmA) . icnonb3yA 3T CUMBONLI, 3anuiem:

O
= + .
He = He RT In PC (2.17)
AHanoruyHelm 06pazom MOXKHO 3anyckath ras A, ocTaBnNAA HEUIMEHEHHBIM
KonuyecTBo razoB B8 w C. MNMpu 3ToM nonyuum:
- O
By =M, +RTInPA.
[OnA razos, KONUYECTBO KOTOPLIX He U3MeEHAETCA B cMcTeMe, BOObGLLE NULWEHO

CMbICNa NPUMeHeHWe MOHATUA XUMUYECKOro noTeHuwana: AnA Hux auddepeH-
uvan dn Bceraa paBeH HynH.

Bo3spaTtumcA cHoBa Kk cucTeme, cocToAwein us Tpex razos A, 8 u C. DHep-

ruAa Tubbca aton cucTembl — yHKUMA KonuuecTsa 3Tux rasos. Moatomy npu
NOCTOAHHOM TeMnepaType U AaBneHnn
= f(nA Ng. nC).

Ecnu cuctema byaeT OTKpbiTa TONLKO NO OTHOLIeHUIO K rasy C, a no QTHowe-
HUIO K ABYM APYIrvM 3aKpbiTa, TO

dG. . = (3G, ../anc) dn

cueT CHCT P T.ny,ng C°

Kak yxe 6b110 cKaszaHo, OCTanbHbie 4aCTHbIE NPou3BoaHble BpaTe Gecnone3no,
nockonbky dn, =0 u dng = 0. Ho Toraa

G yer = (U + AT IR P.)dn,,

OueBngHO n3meHeHue 3Heprun Mmb66ca BCero razoBoro pacteopa onpeaenAer-
CA TONMbKO TéM KOMMOHEHTOM, N0 OTHOWEHNIO K KOTOPQMY CUCTEMA OTKPbITa.
Moyemy wucuye3no BAWAHWE OCTanbHbIX 4neHoB? Beab Mbl TonbkKo uTO Hbinm
CBMAETENAMY TOMO, YTO KaxKAbli KOMNOHEHT B cooTBeTcTBumn ¢ (2.12) BHoCHT
CBOK nenTy B wu3meHeHune obuwie 3Heprun Tmb6ca cucTembl, Aaxe He NOKKUAEA
ee! Ytobbl NOHATL 3TO KaXylLueeCA NPOTUBOPEYUE, BEPHEMCA K BRPAKEHWIO
(2.16) v pewum ero '8 obpaTHOM HanpasneHnun'’

(dP, + dPy + dPC) =0;
V(dPA + dPB + dPC) =0; (2.18)
n, ,‘*i'TdInif"l +ng RTdInPB +nCRTdInPC =0.

ConoctaBneHve 3Toro BblipaeHWA ¢ ypaBHeHvem (2.11) nokasbiBaeT, 4To
nonyvena cymma gauddeperHunanos cBoboaHbIX 3HeEPruit KOMMOHEHTOB CUCTe-
Mbl NPWU YCNOBWW, 4TO 3Ta CMCTeMa 3akpbiTa. BnonHe ecTecTBeHHO, 4YTO ANA
3aKpbITOW CUCTEMbI, B KOTOPOW He NPOUCXOAAT Xumuueckue peakumm dG, +
+ dGg + dGp = 0, ecnu TemnepaTtypa v obujee faBneHue OCTalOTCA NOCTORHHLI-
Mu. Ho Ha 3Ty CYMMY MOXHO NOCMOTPETe U nHaue. ﬂpouaaep,enuen RTdinP;
MOXHO NpeacTaBuTs Kak n;dy;. [ledcTeutensHo L; = /.1,+ RT In P;. Tax Kak
u? — aveprun nB6ca OAHOTO MONA YUCTOTO BEUIECTBA NPY NOCTGAHHLIX TeMne-
patype u AaBneHuu, To (di;) p 7 = 0. Takum obpasom 3anncu (2.18) pasHo-
CuNbHa CNEAYIOLLAA 3anNUChb:

n, du, +ngdug +n.du.=0. (2.19)
BoipakeHMA noaobHOro BuAa HOCAT HasBaHWe ypaBHeHuih [wn66ca—[iorema.
OHn He CneayroT U3 3aKoHOB TEPMOAUHAMUKMW U uMeloT 0606ulalowuin xapak-
Tep. MaTemaTtuuecku MOXHO AOKasaTb, Y4TO CYMMa NpousBefeHUN 3IKCTeHCUB-
HbIX BENWYUH Ha cooTBeTcTeylowMe AuddepeHunanbl UHTEHCUBHbLIX BEANYUH
Bcerna paBHa Hymo. To, YTO XMMMYECKUA NOTeHUWAN UHTEHCMBHAA BenuyYuHa,
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MOXHO NOHATL W3 cneaylowero: (3G/9n;)p 1 j»; — 3Heprua wubbea cucTe-
Mbl, NPUXOARLIAACA Ha OAWH MONb KommnoHeHTa /. Mockonbky oHa OTHeceHa
K onpeaeneHHOMY KONWYECTBY, 3Ta BENWYUHA He APOBUTCA. XMMUYECKUIA NOTEH-
UMan KOMMOHEHTa / Y CUCTEMbl, COCTOAWEN U3 OAHOro mMonA n u3 10 monein
OAWH W TOT e, ecnu NapuvansHoe AasneHne KOMMoHeHTa /i y oboux cucrem
oanHakoseo. Utak, ocobeHHocTu namerHenna obuwen 3veprum Mmb6ca rasoobpas-
HOrO pacTBOPa C BBeAEHWMEM KOMMNOHeHTa / ONpeaenAloTCA U3MeHeHUeM Coaep-
MAHWA TONbKO 3TOM0 KOMMOHEHTa W He 3aBUCAT OT COAEPXaHWA OCTaNbHbIX
KOMMNOHEHTOB, KOTOPble He OTKPbLIBAT cUcTeMy. TaKkoil BbIBOA NMpoOUCTeKaer
W3 TOro, 4YTo Npw peweHnn obpasyeTcA ypasHeHue [ubb6ca—[rworema, 6naro-
AapA KOTOPOMY BO3AEWCTBME OCTaNbHbIX (hak TOPOB COKPALLAeTCA.

BarnAHem Ternepb Ha NOMyYeHHOE YyPaBHEHWE C WHTePecyLWKnX Hac No3uunun

" dG = (g, + RT InF,)dn,

B nanbHenwem mbl Gyaem onyckaTb NOACTPOMHYH 3anuck ‘obwar’” y dG, no-
HUMaA, 4TO peyb ugetT 06 v3meHeHuu 3aHeprum mb6ca Bcerd cuctembi. [inA
onpeaeneHnA MuHuMyma 3Heprum [u66ca cuctemsl Heobxoammo onpe-
AenuTb YCNOBUA, NPW KOTOPbIX NPov3BOAHAA (BG/anC)P r =0. Ouesuano,
B 3TOM cnyuae l‘c + RT InP, = 0. AnA npocTbix rasos, Takux Kak Nj, O, H,
v ApYyrux, 310 ycrnosue 0603Hauae1, 4TO NapuuvanbHoe AaBneHwe AOMKHO BbiTb
pasHo eauHuue. Mpuvem, npu Pc > 1, npowssoanan (3G/onc)p n; >0,

a npu P < 1 (3G/ong)p 1, < 0. Takum obpasom, npoussoaHaA
, . T n;
(0G/ang)p 1 ,,. =0, npeacraenAet coboi Touky neperuba KpUBOH U He ABNA-
) T nj

€TCA HU MWHUMYMOM HU MaKCUMyMoM. MuUHUMyMa AaHHaA NPOVW3BOAHAA He
wmeeT. Takoi peaynbTaT Mbl ByaemM HenamMeHHO nonyvaTe AnA nwboro rasa,
KOTOPbIA OTKPbIBaeT cucTemy. Eule 3anyTaHHee cucTema, COCTOALWAEA U3 ABYX
KOMMNOHEHTOB, KaXAblA U3 KOTOPbIX OTKPLIT, T.e. MOXXET 0OMeHUBaTLCA Mac-
CoOW C oOKpyxawowein cpegoin. [AnA u306apHO-M3OTEPMNYECKMX YCNOBWiA
G =f(n,,ng).Otkyna

dG = (8G/on, ) p , dn, + (3G/3ng) dn

T, P n T, P ony B

3710 BblpaxeHne MOXHO nepenucaTb NnoNb3yACb NOHATUEM XMMWNYECKOro NOTeH-
uwvana

dG = Ky dnA + pg dnB

. Y 3TOro Bblpa)eHWA CHOBAa He YAAacTCA HanTU MUHUMYyM. [lnA Hauana HYXHO
pPewnTh, NO Kakoi nepemeHHon 6paTe NpousBoaHyt. Ho nocne 3Toro Mot
CTONKHEMCA C OTHOWeHWem dn, /dng wnv dng/dn,, KoTopoe He UMeeT KOH-
KPeTHOT 0 PewWweHUA, NOCKONbKY Fas A u ras B oBMeHUBAIOTCA € OKPYXato-
weid cpefoit CBOeM Maccow He3aBUCUMO.

MoXHO AorafarbCA, NOYeMy [ONYYalOTCA TakKue HeonpefenieHHbie pele-
HWA: NONb3YACb XUMMWYECKUMM MOTEHLUaNnaMy, Mbl NbITanUCh NPUMEHNTL Knac-
CHYECKYI0 TEPMOAVMHAMUKY ANA ONPEAeneHVA YCNOBWA PaBHOBECUA OTKPbIThIX
CUCTeM, 4YTO HeBepHO. A BOT NpaBUNbHOE pelleHune.

ABYXKOMNOHEHTHaR cucTeMa npeacTaBneHa rasamu A w B. SHeprua nb6ca
TaKON CUCTEMbI onpegeneHa, Kaxk GyHKUWA TemMnepaTypbl, AaBMeHWA U KONu-
yecTBa KOMNOHeHTOoB A n B

G=fT,P,n,, ng).
OTKyna ANR OTKPLITOW CUCTEMbI
dG = (0G/9 T)P. ng g ar + (BG/BP)T' ny ng dP + (0G/ anA )P' T.ng dn +

A
+ (0G/9o an_.
" ©G/ng), n, Mg



,D.enaﬂ COOTBETCTBYOWWEe 3aMeHbl, nNonyyaem
dG = —-SdT + VdP +u, dnA +pgdng.

Ecnu Temnepatypa nepea peakumen v NOCNE ee 3aBePLUIEHUA UMEET OAHO U TO Xe
3HaveHue, T0 d7 = 0. HesaBuCMMO OT TOro, Kak W3MEHAETCA 3HTPONWA,
SdT = 0. MNpu paBeHCcTBE AaBNEHWH A0 HaYana NPoLEcca u NOCNE er 0 OKOHUYaHVA
dP =0 n VdP =0. WUtak, anA n3ob6apHo-n3oTepMUYecKux ycnosum

dG=p, dn, +ugdng. (2.20)

[o cux nop Bce coBnaaaeT ¢ NpeabiAywWMM XoAaoM. Ho Aanblie — CywecTBeH-
Hble Pa3NUuUA: TaK KakK TePMOAMHAMWKOMW C NOMOLbLI u3obBapHo-u3oTepmuye-
ckoro noteHuwana (G) pewaloTcA BONPOCLI PAaBHOBECMA TONLKO 3aKPbiTbiX
cucTtem, To HeobxoauMMO nNOCTaBUTL AONONHUTENbHOE YCNOBWE, 8 WMEHHO:
n, + ng = const. 370 3HAYMT, 4TO HU KOMMOHEHT A, HU KOMMOHEHT B He MoryT
YXOAMTL 33 Npefienbl cucTembl. Koraa >ke BO3MOXHbI YCNOBUA, NPU KOTOPbIX
n, m ng, 6yayun nepeMeHHbIMK, AaIOT B CYMMe NOCTOAHHYIO BenuuuHy? 370
BO3MOXHO TONLKO B TOM cny4ae, Koraa 3a c4et A obpasyercAa B vinu Hao6opor,
T.e. KOTAa Mexay rasamm A v B npotekaeT xumuyeckuin npouecc. Hanpumep,
vpeT peakuvR A = B. WcxoaAa us Toro, 4To n, +ng =const, dn, + dng =0
w dn, = —dng, NOACTaBUM YCNOBWE, 3aKPbIBaAlOLWEE CUCTEMY, B ypaBHeHWe
(219): dG = y, dn, —ugan,.

Wwem MUHUMYM 0BbiuHbIM CriocoBom

(aG_/anA)T, Pon = Hy -yB=0. (2.21)

WHoraa nbiTatotcA 060CHOBaTL NPUMEHMMOCTb TEPMOAVMHAMWKU K OTKPbI-
TbIM CUCTEMaM cReayOwuMm obpaisom. B ypasHeHne Tuna (2.20) BXxOART asa
KOMNOHEHTA. A KOMMNOHEHTH! — 3TO He3aeucumble NepemedHHbie. Ecnvu senu-
YmHaMn A 1 B 1McuepnbIBatloTCA CO3AaHHbIE CUCTEMb!, TO ANA 3aKPbITON CUCTEMB!
dn, v dng — obe pasHbl Hyno. [MockonNbKY Ny U Ny — KOMIOHEHTB!, TO YpaB-
Henue Tuna (2.20) npumeHnNMO TOMbBKO K OTKPLITbIM cucTemaM. lNpocmoTpes
eute paz ycnoesue npumeHeHuA (2.20) , MOXHO NOHATHL, YTO 3TV BO3PAKEHUA —
NNOA CYWeCTByOWed TepMUHONOrMYecKol HetouHocTw. M3 (2.21) cneayer
BaXXHOE 3aKfioyeHWe, ONpPaBAblBaldllee BBEAEHME XMMUYECKOrO NoOTeHuwana B
TEPMOANHAMUKY.

PagHoasecue 8 3aKpsiTOU cucTeme, cocTOAWeld u3 cMecu 08yx 2a3oe, Mexoy
KOTOPbLIMU NPOTEeKaeT XUMUYECKUU Nnpoyecc, HacTynuTt To20a, Ko020a xumude-
CKUB NOTeHyuaslsl UX npuobpeTryT OOHO U TO e 3HavyeHue. 3Tu ycnoeus
oreeyaroT MuHuUMymMy 3Hep2uu ubbca 3aKpbiTOU CUCTeMbI.

He cocTaBnAeT. Tpyaa pacnpocTpaHnTe 3TOT BbiBOA Ha Gonee obwmnit cnyvai.

Paccmotpum, Hanpumep, peakumio 2HJ = H, + J,. OHeprua nu66ca cucre-
Mbl, NPEACTaBIEHHOW KOMMOHEHTaMK pPeakuuun, onpeAeneHa Kaxk MYHKUWA:
G=Ff(T, P, ny,. Ny, ng) .

NonHoe wuameHeHue 3Heprum ub6ca:

dG = (0G/aT) dT + (8G/aP) dP +
P'"HJ’ nHZ,nJ2 T’"HJ‘ nHz,nJ2

+ (aG/anHJ)P. T oy dn ., + (aG/anH2)P' Ty ny dnHzr+

+ (BG/anJZ)P' Ty, "szn-'z.

WHaexcol nokasbigaloT, YTO NepBan, PacnoNOXeHHaA cnpaBa OT 3HaKa paBeH-
CTBa, NPOU3IBOAHAA B3ATa ANA 3aKpbITOX cucTemsul. W3 ypasHenuna (2.2) Bwa-
HO, 4To B 3Tom cnyyae {(0G/0T)p, = —S. N3 3T0r0 Xe ypaBHEHVA NO TeMm xe
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coobpaxeHuAm (0G/OP) = V. Bce ocTanbHbie 4acTHbie NPOU3BOAHbIE — XUMU-
yecKue NnoTeHuuansl. Takum obpasom

dG=—-SdT + VdP+"‘HJdnHJ+”H,dnH, +y,2dn12. (2.22)

Tenepe HeobxoAMMO 3apaTe ABa Of PAHUYEHWA.

1. Uccneaosam peakumio B 1306apHO-M3oTepMUYeCKUX YCNOBWUAX, 4TO MO-
3B0NAET YMEHbLIUTL YUCNO NepeMeHHbIX.

2. AnAn noucka MuMHUMYMa CBOBOAHON 3HEPrun 3aKpb:Te cucTemy. Boinon-
HEeHWe BTOPOro OrpaHWYeHWA NPOU3IBOAMTCA crieaylowmm obpasom. Mpu ucuesHo-
BEHUW ABYX MONEKyn WOAUCTOrO BOAOPOA2 NOABNAETCA NO OAHOW Monekyne
soaopoAa v noaa. Takum obpasom dnH] XOTb 1 BeCKOHeYHO ManaA BenuuuHa,
HO AoMKHa GeiTe B ABa pasa Gonbwe vem dmyy v dny_ . Mpuiuman 310 BO BHU-
MaHvie, BBeAeM cneayrowme 0603HaueHuA : NCXOAHbIE BeuiecTBa, CTOAWME cnesa
OT 3HaKa paBeHCTBa, MOCKONLKY OHW pacxoaylTcA, byaem 6paTh co 3Hakom
MuHyc. MpoayKTbl peakuuMyM — CO 3HaKOM nnoc. TOrAa, C y4eToM BCero Bblle-
CKa3aHHOr o

—dny, /2= dnH1/1 = dn12/1 = dE.

3HaveHue £ umeHyeTcA uucnom npoberos peakuuu.
BKAYAM 3TO COOTHOLIEHWE, NPUBOARLIEE K TOMY, YTO CUCTEMa 3aKpbiBaeTCA,
B ypaBHeHue (2.22). Torpa anA niobapHo-M3oTepMUYECKUX YCAOBUIA

G = — + + .
dG 2uy,, dE #szE qudE
HaxoAuM MuHUMYM cBO6OAHON 3Hepruv:
i = - + + =
0G/oE)p 7 5, 2iyy tHy, tHy =0

AnA ycnoBuiA pasHoBecuA 2/.1HJ S Uy tuy
2 2

MonyveHHoe BbipaXkeHWe OTpaxaeT cneayrouiee obuiee NpaBuno.

Ycnoeua paeroeecun peazupylouwjux mMexoy cobod KOMNOHeHTO8 2a308020
PacTeopa 8 3aKpbITOU cucTemMe onpPeocesiATCA PaBeHCTBOM CYMMbI XUMUYECK UX
NOTeHYUanoe KOHEYHbIX NPOOYKTO8 CYyMME XUMUYECKUX NOTeHYyuanoe ucxod-
HbIX 6ewecTs, 83ATbIX CO CEOUMU CTEXUOMETPUYECKUMU KO3IghduyueHTamu,
r.8. ycnoeuem, k0208 AGpeaxy =0.

WUcrionbayem 3asucumocTts (2.17) . Torpa

o _ 0 o
20yt 2RT InPy, = My, +Fn‘TInPHz tHy +RTInP12.

Otaenum nepemeHHble M NOCTOAHHBLIE YneHbl Tak, 4ToBel B uucnutene noa
3HakoM norapucdma Gbinv NPOAYKTBI peaxkuvun:

2 — o o o
RT In (PH, sz /PHJ) =2p, - Hy, —Hy -

Kaxk 651n0 oTMeyYeHO, CTaHAAPTHbIA XUMUYECKWUI NOTeHUWan KOMMNOHEHTa
rasoeoro pactsopa u°, npeactaBrrer coboi cTaHWpapTHylo 3Hepruio [ u66ca
OAHOrO MONA WHAWBMAYanbHOro (umcToro) rasa. MNo3ToMy MOMHO 3anucats:

2 — © 0 )
RT In(Py Py /Phy) = 2AGy; — AGy, — AG .

PaHee 6bino yXe NOKa3aHo, YTO ANR BLIACHEHWA HanpaBfeHWA npouecca
MeXxay WHAWBUAYanbHbIMKM BewecTBamMu HeobxoauMmo olpepaenuTb 3HaK pas-
HOCTU aHepruy (MB6ca NPOAYKTOB peakumMn U NCXOAHbLIX BelecTB. XOTA 3AeCh
vccneayeTCA He HanpasneHue NPouecca, a YCNOBUA PaBHOBECUA, ANA YHU(UKaA-
LMK PacyeToB Mb! NPUMeEM TaKyi e cxemy. Toraa

2 _ o o o
In(Py Py IPhy) = —(AGY +AG] — 246}, )/AT. (2.23)
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CnpaBa OT 3HaKa paBeHCTBa — CTaHAAPTHble BENUYMHbI, OTHOCA WWNECA K YUCTbIM
BewecTBam. Wx noacTaHoBKA AaCT NOCTOAHHOE 4WCAO. CnenoBartensHo, noa
3HaKOM norapmbma OTHOWeEHWe TakxXke ByaeT NOCTOAHHBIM ;

2 =
Py.Py. IPhy = Kp.

BenuuuHa KP Ha3blIBaeTCA KOHCTAaHTOW PaBHOBECUA peaxKuun.

ﬂapuuam.uble MOJIbHbIE BE/INYMHLI. Tenepb MOXXHO OUeHWUTb, HACKONbKO
BaXXHbIM OKa3anocs BBeaAeHWe NOHATUA XUMWYECKOro noTeHuwuana. HeCMOTpﬂ
Ha TO, 4TO XUMUYeCcKue noTeHuuanbl ONWUCLIBAKOT nNoBeaeHWEe KOMMNOHEHTOB
OTKPbITOW CUCTEeMbl, TaKoe coveTaHue y4acTBylOLUNX B PeaKunwn BewecTs, KOTO-
poe no3sonAeT pacCcMaTpuBaTh CUCTEMY KaK 3aKpPbITyH0, A3CT BO3MOXHOCTb
npuMeHnTb 3TU noTveHuunansbl ANA aHanu3a TepMoAMHAMMYECKWMX MPOUeccoB.

BCnOMHUWM, 4TO XWMMYECKWUI NOTeHuMan ONpPeAenAeTCA, KaK YacTHaR Npow3-
BoaHaA. (0G/on;)

BT,y
Ho.G=H — TS. Toraa
0G/8n)p 1. = OHIN), 1, —T@SB), .
jEi #'

B ceoto ouepeas H= U+ PV. MNoatomy

(aH/an ) » (aU/an,.)P_ Tn. +P(0V/on, )P Ty

3anucaHHble 4acTHble NPOM3BOAHbIE NONYYNNK Ha3BaHWe NapUManbHbIX MOSb-
Hbix BenuuunH. OHKM 0Bo3Ha4alOTCA HaacTpoYHou yepToin. Takum obpasom
w=H —TS; (2.24)

1

H’. = Ui +P\7,.. {2.25)

P, T, n

Bce napuwanbHbie MonbHble BenuuYnHbl GepyTcA 00A3aTenbHO NPU NOCTOAHHLIX
AaBNEHUAX U TemrnepaType.

NapumasivHan MonbHaA 3HepruA Iub6ca (G ) nonyumna ocoboe 0603HaueHve
U; W Ha3BaHa XUMWUYECKWUM NOTeHUUanom. Oﬁycnoaneﬂo 3T0 He TOAbKO ee BaX-
HOCTLIO ANA TEPMOAMHAMWYECKOr O aHanwu3a, HO U TeM, YTO XUMUYECKUA NOTeH-
uvan obnapaer Gonee WUPOKUMU CBA3AMU, YeM Te, KOTOPble OTHOCATCA K
OCTanbHLIM NapuvanbHbIM BefinunHam. YBeauMcA B 3TOM Ha npumepe aHanu3a
ypasHeHwA (1.30) . O6wan 3anuck 3TOro ypapHeHUA ANA 3aKPbITOW CUCTeMbI
3apaetcA cneaywowum obpazom: U = £(S, V). 31a obwan 3anucy nossonaet
NPeACTaBUTbL WU3MeHeHWe BHYTPeHHell 3Heprun, Kak (YHKUUIO YaCTHbIX NPou3-
BOAHLIX OT SwnV:

dU= (dUJas) ,, dS + (BU/dV) gaV. (2.26)

BbipaxeHue (2.26) nonHoCTbIO onpeaenAeT NpUpauLeH e BHYTPeHHel aHeprum
3aKPbLITON CUCTEMbI, B KOTOPOW He MPOMCXOAAT HUKAKWE XUMUYECKNEe PeaKLuuu.
Bce napameTpbl BHOBb Ha4HYT U3MEHATLCA, €CAW CUCTEMY OTKPbITb. YBenuye-
HUEe VAW YMeHblUeHWe BellecTBa cucTtembl GyaeT cka3sbiBaThcA Ha ee obveme.
To e camMmoe MOXHO CKa3aTbh 06 3HTPOMMU, NOCKONbKY 3HTPONMA — IKCTEHCUB-
Han BenuuuHa. fla U camMa BHYTPEHHAA 3HEPrvA TOXKE 3aBUCUT OT KONU4eCTBa
pewecTsa. [M03ToMy BHYTPEHHAA 3HEPrUA OTKPLITOW CUCTEMbI, NMPEACTaBREH-
HOW OAHUM KOMMNOHEHTOM, AoJkHa 6bITb onpeseneHa, Kak (YHKUMA Tpex
nepemMeHHbIX :

U=¢l(S, V,n).

AHanormuHo (2.26), nonHoe n3meHeHue BHYTpPeHHew 3Heprun 6yaer 3anucaro
BbiP@XEHNEM

dU= (dUIRS),  dS+ (dUfdV)g  dV+ (dUfBn)g , dn
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CToRwWan cnpaBa Nocne 3HaKa paBeHCTBa NepBaA NPOVU3BOAHAaA — Y)KE U3BECT-
HaA BenwuuwHa. MoABnReHWe MHAEKCA N7 CBUAETENLCTBYET, YTO U3MEHEHWEe BHYT-
pPeHHel 3Heprvv B3ATO ANA 3aKPbITON CUCTEMbl, KOrAa e Macca He M3MEHAETCA.
CornacHo (1.30) aTta npouasopHa” pasHa abBconoTHon Temnepatype. pows-
BOAHAA BO BTOPOM YlieHe Nocne 3HaKa PaBeHCTBa NO TeM e NPpUM3HaKam paBHa
A3BNEHWO0 CO 3HaKoM MuHyc. OTcloga usMeHeHWe BHYTPEHHEN 3Hepruu oaHo-
KOMNOHEHTHON OTKPLITON CUCTEMbI MOXXHO nepenucaTts Gonee KOMNAKTHO:

dU = TdS ~ PdV + (3Ufan),, gdn. (2.27)

YacTHaR NpPoW3BOAHaA NOCNEAHero Cnpaea YNeHa OTPaXKaeT U3MeHeHWe BHYT-
PeHHEer 3HEPT K CUCTeMbl C M3MeHeHuem ee Macchl. B nioBom cnyvae napameTpbi
T v P He 3aBUCAT oY Macch!. [laxe ecnu 3abbiTh TO, YTO 3TO MHTEHCUBHbIE BENw-
YMHBbI, TO KaK 4acTHkIE NPOW3BOAHbIE OHM GepyTCA NpW MOCTORHHOW Macce.
B 10 e BpeMA S u V 8 OTKPbLITON cucTeme ByayT nepeMeHHbIMU.

3annwem Tenepb auddepeHumnan onpegenedua (2.1) dG = dU + PdV +

+ VdP — TdS — SdT. Noactasum 8 Hero anddeperunan BHYTPEHHER 3Hepr uu
ANA OTKPLITON cuctembl u3 (2.27) :-

dG = VdP — SdT + (3U/an),, ;dn.

nonyueH'Hoe BbipaXeHne OonuCbiBaeT W3MeHeHue 3Heprwn nb6ca oOTKPLITOW
cuctembl. Ecnu maccy Takoi cucTembl U3MEHATb NPy NOCTOAHHBLIX Temnepa-
Typax W aaBneHum, 1o toraa VdP =0 v Sd7 = 0 Hesasucumo OT Toro, Kak
6yayT namesATsCA V n S. Noatomy

dG =-(6U/an)V san
uau
(3G/on), .= (BUMAN), ¢ = G=p.

Kaxk suaum, napuvanbHan csoboaHaA 3HepruAa mMoxkeT GbiTh onpeaeneHa wepea
NPOU3BOAHYHD NO BHYTPEHHeA 3HepruwW, HO NPWU NOCTOAHHBLIX 3HTPONUU W
obueme, a He AaBNeHUU n TeMnepaType.

Tenepe MoXHo 0606WwuTL npeacTasneHuA o paBHoBecun. Tepmuveckoe
pasHoaecue onpedenAeTcA PaseHCTGOM TeMnepaTyp 60 8CeX YaCTAX CUCTeMbi,
MEXaHUMECKOE PAaGHOBECUEe NPeonosa2aeT PageHCTeo 0a8lieHul 80 8cex YacTAX
cucremsl. A xumuyecko20 paeHoeecus Heobxooumo, 4Tobb! 80 acex 4acTAx
cucTems! COOTRETCTaYIOW U KOMNOHEHT umen 6bl 00UH U TOT e XUMUYECKUU
norenyuan.

Onpeaenue ycnoBuA PaBHOBECUMA KOMMOHEHTOB, MOXHO MepernTu K npu-
MEHEHNI0 3TUX YCNOBUWA ANA aHanu3a NpUpoaHsIX npoueccos. MNpumepom npu-
MEHEHWA 3HaHWA O rasoBbIX PacTBOPax Ha NPaKTUKe ABNAEGTCA aTmoccdepa.

Mo HeCKONbKWM NPUYMHAM YPe3BLIYAWHO BAXHO PACCMOTPETL YCNOBWA
W BO3MOXXHOCTU NPUMEHEHWA TEPMOAMHAMWUKK Ha npumepe aTMocdepbl. Bo-nep-
BbIX, CTPOeHWe aTMocdepbl UIY4EHO AOCTATOMHO XOPowo, 4To6bl MOXHO 6bino
CcpaBHMBaTh peanbHOEe NONOXeHWe Bellei € pacyeTHbiMU AaHHbIMK. WMeHHO
TaKoe CpaBHeHMe NO3BONUT MOHATL, YTO oPManbHoe NPUMeHeHUe TePMOAWUHa-
MUKW NPUBOAUT K OWWBOUYHOMY pe3yneTaTy. 3TO, BO3MOXHO, NOCNYXUT npea-
ocTepexeHnem AnA HeROBAVMAaHHONO WCNOAb3OBaHWA 3aKOHOB TEPMOAWHA-
MUKW NO OTHOWEHUIO K APYrMM reonoruyeckum obvexTam. Bo-BTopbiX, NO3Ha-
HMWE 3aKOHOMEPHOCTENW COBPEMEHHOro COCTOAHWMA aTmM~cdepbl C yYyeToM BCex
ApMBXOAAWMX (aKTOPOB MOXET MNomMovs B BbipaboTKke peTpocheKTUBHOMO
B3rNRAa Ha CTPoeHWe ra3oBoi obonouxku 3emnau npownbix 3nox. Haxoweu,
aHanu3 ,Takoro MacwtabHoro obvrexkTa, Kak aTtmocdepa, NO3BONUT BBECTU
ewe OoAWH BaXHbIKM (DaKTOp — rpaBwuTauvoHHOe none, Mano WCNONb3yemoe B
06bI4HbIX TEPMOAUHAMUMECKMUX PacueTax.
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Fnasa 3
TEPMOANHAMUKA ATMOCOEPL!

Coctonume atmocdepsl. TBepaan 3emnA OKpy)XeHa nNpoapayHoi oBonoukoi,
KOTOPaA CBOWM CylwlecTsoBaHWeMm 0DA3aHa BAWAHWIO PABATALMOHHOrO MONA
nnaHeTb!i. BnarogapA emy u razoobpasHomMy cocToRHUO 0BONOUKM OCYLLECTBNA-
etca GbicTpOe BbipaBHUBaHWE AABMEHWUNM Ha PaBHbIX BbICOTaX W 3aKOHOMEPHOE
pa3pexxeHue No Mepe yaAaneHuA oT 3emnu.

B cospemeHHbIA FeonorM4eCKuin NEPUOA OCHOBHbLIMUW 31eMEHTaMKu ra3oBown
obonouku (atmocdepsl), ABAAIOTCA: a30T, KUCNOPOA, aprodH. Ha wx aonwo
npuxoautcA Gonee 99% obbema. Ha ocTanbHble KOMNOHEHTL! OCTaeTCA MeHee
1%. Takoih XUMUYECKWIA COCTaB He KOPPenupyeT € XUMUueCK¥Mu ocobeHHo-
CTAMU NOACTUNaIOLWEr 0 aTMochepy TBePAOro OCHOBaHMA W He OTPaXaeT PaBHO-
BeCMA KOMNOHEHTOB ra3oobpa3Hon u TBepaow thas.

A30T, aproH 1 renvuin B FeOXMMUYECKOM OTHOLLEHWU — UHEPTHble atMocdep-
Hbie KOMNOHeHTbi. B apesHue reonorwyeckue BpemMeHa KaK npeanonaranu,
aTmocdepa 6bina HackiweHa ammuakoM. CoaeprkaHue aMMWaKa B PaBHOBECHBIX
YCNOBUAX 33aBUCUT OT COAEPXaHWA a3oTa v BoAoPoaa. McxXoaA w3 HblHelHero
COAEPKdHWA BOAOPOAa W a3oTa B aTMocdepe, KONUYECTBO aMMuaKa He MoXeT
CO3AaTh. NapuuanbHaro AasneHuwA, npesoiwawwero 0,203 Na y nosepxHocTh
3emnun. [lnA ysennyeHnA 3Toro 3Ha4eHWA Heo6XOAUMO CYWECTBEHHO NOBLICUTHL
coaep>xaHue soaopoaa. OnHako, cam BOAOPOA ABMAETCA BPeMeHHbIM KOMNO-
HeHTOM aTMocdepbl. B 3eMHbiX YCNOBUAX 3TOT ras AoBOAbHO ObICTPO Auccw-
nupyeT B MWPOBOe NPOCTPaHCTBO. TeM He mMeHee BOCCTaHOBUTENbHbIN Xapak-
Tep aTtMocdepbl, KOTOPbIA MOr BbITh Ha PaHHUX 3Tanax UcTopuu 3eMnn, oKasan-
cA 6bi 6onee cornacoBaHHbLIM ¢ 0CO6@HHOCTAMM FOPHbIX NOPOA Cylwu. B atom
CMbicrie NPeanNoONOXXeHWe, YTO NEPBUYHAA aTMocdiepa coaepXana MHOFO aMMua-
Ka W BOAOPOAA, ABNANOCL B KaKOW-TO CTeneHn onpaBAaHHbIM. Co 3HaunTensHo
MeHbLUeR Aonen yBepeHHOCTN MOXHO YTBEPXAaTb CaMy aprymeHTaumio 3Toro
NPeANONOMXEHWA .

AproH — ra3, KoTopbiii obpa3yeTcA rnasHbiM 06pazoM u3 KanuA 3eMHOR
KOPbl B pe3ynbTaTe paauoakTusHoro pacnaga K*°. Ero coaepxawue B atmo-
cepe Bce BpeMA BO3pacTaeT C MOMEHTa BO3HUKHOBeHuA 3emnun. Ha atom ABne-
HUW OCHOBaH OAWH U3 MeTO/ OB onpeaeneHUA Bo3pacTa 3emnu.

Fenui ob6pa3yeTcA Npu pagnoakTUBHOM pacnaje TOPWUA, ypaHa M uX NPOAYK-
TOB cO cKopocThio 1,75 - 10° atomos Ha cm2/c [46] . B HbiHewHel atMocdepe
KONWYECTBO 3TOro rasa pasHo npumepHo 2,8 - 10" ® rpamm. Ecnu Bospact 3em-
M NPUHATL paBHeiM 4,5 - 10° net, To renuA aomkHO Gbino Bbl HaKONUTLCA
nNo4TH Ha NOPARAOK Bonblue.

Cneayrowm No COAEPXaHWUI0 3a a3oTOM ra3oM aTMocdepbl ABAAETCA KWCNO-
poa. B oTrnuuve oT a3oTa, aproHa u renuA 3TO aKTUBHbLIA KOMMOHEHT, B3aUMO-
aenAcTeyounin ¢ nutocthepon B TeueHne Bcen wucTopuu 3emnu. lNonaratoT, 41O
3TOT ras, Kak KOMNOHEeHT aTMoccepbl, Havan NOABNATLCA B YXe chopmuposaH-
HOI razosBon obonouke B pe3synbTaTe npoueccoB doTtocuHTesa. Ho no cBoemy
M30TONHOMY COCTaBy HbIHEeWHWA Kucnopof atmocthepsl OKasbiBaeTcA 6Gonee
TAMENbIM, 4eM TOT, KOTOPbIW ceiyac BbiaenAeTcA npu doTocuHTese [36] .
Mo 3Tol npuuMHe cuuTaTb BeCb aTMoCepHbIn kKucnopoad 06pa3oBaHHbIM 3a
C4eT NPOUECCOB XU3HEAEA TeNbHOCTY HeONPaBAaHHO.

Mo aaHHbLIM, NpuBeaeHHsIM H.M. Cemenenko [34], macca yrnepoaa 6uocde-
pPbl, BKMWOYaA yronb, HedTb W 6Gutymsl coctasnAer 1,148 - 10 r wnu
1,9 - 10'® monen. Ecnu B3ATH KpanHW cnyvyaW w caenatb nepecyet yrnepoaa
Ha obpaszoBaHuWe HacblWEHHOrO YrNeBOAOPOAA—METaHa, TO OKaXeTCA, 4To ANA
CO303HWA MONA TaKoro COEBAWHEHWA C yyacTUeM BOAbl AOMKeH ocBoboXAaThCA
mons kucnopoaa. CospemerHan aTmocdepa cogepxut 3,8 - 10! ° moneir Kucno-
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poaa. Buanmo, KaKaa-To 4acTb 3TOro rasa AosmkHa 6bina BO3HUKHYTL BHE CBA3N
c »xuBon Matepuwenn. MNepBoOHaYansHO KWCNOPOA, BEPOATHO, NOCTynan B aTMO-
chepy, Kak NPOAYKT Pa3noOXKeHWA BOAbl M AMCCUNauMM BOAOPOAA B MMPOBOE
npocTpaHcTeo. KWucnopoa, BO3HWMKE@BWIMA TakuMm AyTeM, PacxOAOBAncA Ha
OKMWCNEHWe HEKOTOPbIX KOMMOHEHTOB aTMocdepbl U Teepaoin obonouku 3emnu.
B wacTHOCTW, ecnu Bbl aTMocdepa 6bina HacbiLeHa BMMHUaKOM, TO peaKyuA

4NH3 + 30, = 2N2 + 6H20

npusBoavna Gbi K NONHOMY YAaneHWro Kucnopoaa. VidopmaunA npeabiayule-
ro pasaena NO3BONAET 3TO paccumTaTh. [NA yKA3aHHOW peakuuy paBHOBecue
HacTynNuT nNpu ycnosun

- I
Augp, * 3Ho, = 28y, By o
AHanor vuHo TOMY, Kak cocTaBneHo ypaBHeHue (2.23), Haxoaum:
2 6 4 o _ o _ o
In@PN PH 0/PNH 0 )——(GAG o+ 2AGNz 4AGNHa 3AGOI)/RT.
Mocne noAcTaHOBKW TabNWYHbBIX AaHHLIX WU PacyeToB MNONy4Yaem  pe3yrnbTat
AnA t=25°C

2 pé a = 10229
PN PN O/PNH O = 10°°°.

Kak ﬁyner noka3aHo Aanee, B PaBHOBECUU C BOAOW PH o =0,031 atm.
2

ToraaPf_ o =9 -107'°. Otcrona cnenyer.

. 3
Po, =107 Y/ (PN, /PRn,) 2.

NpuHuman, yto obulee AaBneHWe paBHO 1 aTM, MOXHO OLUEBHUTL BO3MQXHbIE KO-
nuvectea O, . Korna AasneHue ero ucvesawowwe Mano, 1o Po = =107/ 097 -
—Pnu, ) PNu, 17.) Npu yBenuueHun pasneHun Po, Ao 3HAYMMON BENUUUHDI,
yMeHbuJaeTcn Koacbd)uuMeHT 0,97. B no6om us 3TUX CNnyyaeB COAepPXXaHWe am-
muaka 6yaet meHee 10 71°0 arm, T.e. KUCNOPOA M AMMUAK He COCYLLECTBYIOT.

DokemMOpuitckne OKUCHble XXene3Hble PyaAbl CBUAETENLCTBYIOT He B NOMb3y
aMMOHUItHOW aTmocdepsbl Toro nepuoaa. Ceityac KUCNOPOA — OAWH U3 OCHOBHbIX
rasos artmocdepsl. Coctae aTmoccepsl Y noBepxHOCTM 3emnu npuseneH
B Ta6n. 2.6. Mo oTHOWEHUIO KOMNOHEHTOB, KOTOPLIE BbiAeneHbl B pa3aen KBasu-
NOCTOAHHBLIX ,— AaHHble Tabnuubl penpeseHTaTUBHbLI ANA BCex obnacted 3emnu.
Ha xnumaTtuyeckue ycnoBua 60nblioe BNMAHWE 0Ka3biBalOT NPUMECU, KONUYeCT-
BO KOTOPbIX B aTMOCepe NepeMeHHo.

Hanbonee HepaBHOMepHO pacnpeaeneH yrnekucnoi ras. P.dnurne n Jx.by-
3uHrep [44] oTMeualoT, 4TO B pa3HbiX MecTax AnanasoH konebBaHuin CO, Haxo-
antcA B npeaenax 0,01-0,1 06.%. OaHaKo, ecnn UCKIOYNTL MeNnKue aHoManuu,
TO AvanasoH konebaHwui ero B NpY3eMHON aTMocdepe CY3UTCA U BbIPUCYIOTCA
onpeaeneHHble 3aKOHOMEPHOCTW pacnpefeneHuA 3TOro rasa, OTPakeHHble Ha
pvc. 2.4. Mpu cpeaHem codepXaHun yrneKucnore rasa Ha 3eMHOM wape, pas-
Hom 0,031%, xonebaHuA ero B obuweM yknaabiBaloTCA B nNpeaensl 0,0317—
0,0309%. Hanbonbwue roaoBble M3IMEHEHUA NPt 3TOM NPOUCXOAAT B ApPKTUKe.

YrneKucnoii ras3 — KOMNOHEHT BO3AYWHOW 060N0YKKY, coaepmaHne KOTOpo-
ro Takxe perynupyevca npoueccamun xuiHegeAtensHocTu. Kak v kucnopoa, yr-
NeKucnblid ra3 npeacrtaBnAeT cob60i aKTUMBHbLIN KOMMOHEHT aTtMocdepbl, pearu-
PYHOWMA € TOPHLIMKM NOPOAAMM U ONPEAECNAWUA 3aKTUBHYIO Peakuui BOAbI.
B oTnuuve oT Kucnopoaa NornoweHne yrneKucnoro rasa AOMMHUPYeT Haa Npo-
ueccamun, NPUBOAAWIKMMU K.ero NOABNEHUIO B aTMmocdepe. Yrnekucnoid ras —
OCHOBHOW CTPOUTESNbHbLIR MaTepuan aBTOTPOMHLIX OpPraHW3MoB. Y reTepoTpo-
¢0B 3TO NPOAYKT AnccumMunAummn. Tem He MeHee M Y 3TUX OpraHM3IMOB Npouecc
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Tabnuwua 2.6
XUMUYECKNIA COCTaR CyXoro aTmoctepHoro Bo3gyxa (29, c. 34]

a3 MonexkynApHbIA Bec O6veMHaA KOHUEHTPauuA

KBa3nnocToAHHbIE KOMMNIOHEHTLI

A3oT 28,016 78.110 + 0,004
Kucnopoa 31,9986 20,953 + 0,001
AproH 39,942 0,934 + 0,001
HeoH 20,182 (18,18 + 0,04) -10°*
Fenuin 4,003 (1,24 + 0,004) -10°*
Kpuntor 83,80 (1,14:0,01) -10°¢
KceHoH 131,3 (0,087 + 0,001) - 104
Boaopoa 2,016 05-10*
* MetaH 16,043 2-10°°
3akuch a3oTa 44,015 (0,5:+0,1) -10 ¢
TepMoaMHaMUUECKHUE aKTUB HbIE NpUMeCcH
Bona 18,005 0-7
DNeyokucs yrnepoaa 44,009 0,01-0,1 (8 ¢cp. 0,032)
” O3oH 47,998 0-107* (Bcp.4-107%)
NBYyoKUCH cepbl 64,064 0—-10"*
NByokuck a3o0T1a 46,007 0-2-10"°%

MU3HEAEeATeNbHOCTU CBA3aH C MpeBanupoBaHWeM 3aKpenneHWA yrnepoaa no
CPaBHeHWIO C ero BblaeneHnem B opMe yrneKucnoro rasa. 3axopoHeHuwe opra-
HUYeCKOro BewecTBa NpU ocaakoo6pasoBaHUM — 3TO, NO CyLWECTBY, 3aXOpPoHe-
Hue yrnekucnoro rasa. No mHeHuo A.P.BereHepa [6], o6uiee konuuecTBo yrne-
KWUCROro rasa A0 Havana ero acCCMMUNALUKN PacCTEHUAMMU UNU CBA3LIBAHUA B K3-
BECTHAKMW .6bINO. TAKOBLIM, YTO Y NOBEePXHOCTM 3emnu aTmocdepHoe AaBneHue
AomxHO 6bino coctaBnATL 10 aT™M. MMeeTcA apyroe mMHeHune (4], cornacHo Ko-
Topomy aaBnenve CO,, NO-BUAMMOMY, HUKOrAa He MOTNOo 6bITb 0CO6EeHHO BONL-
wum. NosbiweHre aasnednA CO, co3gano 6Gbl NPeAnOCbINKU ANA NPOTeKaHWUA
peakunun Opu:

CaSiO; + CO, = CaCO; + Si0;.

BonnacTtoHuT 3aeck B3AT Kak 0606WeHHbIM cunuKaT. B nocnegywowem, Koraa
6yAyT paccMOTpeHbl reTeporeHHble paBHOBeCUA, MOXXHO BygeT paccuiTaTb, 4To
ANA hOPManbHOro OCyLIeCTBNEHUA 3TOW Peakuuu cnesa Hanpaeo Heobxoanmoe
napuuansHoe pasneHue CO, coctasuT npumepHo 1,5 - 1072! atm — Benununny,
BO MHOTrO pa3 MeHbLUYIO0, YeM B COBpPeMeHHOW aTmocdepe.

OT copepxaHUA yrneKnUcnoro rasa 8 Bo3ayxe 3aBncut abcopbuma conHeyHown
3Heprun. Ha 3atom ocHoBaHuu C.AppeHuycom 6Gbina npeanoxeHa ‘'yrnekucnoT-
HaR'' runoTe3a konebaHWA Knumara.

NMomuMo yrnekncnoro rasa Ha ceBonucTBa aTMocodeps! 6onbuwioe BNMAHKE OKa-
3bIBAOT elwe ABa MUKPOKOMNOHeHTa. JTo 030H U BOARHOW nap. [awe cneabl
3TUX ra30B UHTEHCUBHO NOrNOWA0T MHGPaKpacHoe n3nyyeHve 3emMnu U BANRIOT
Ha TemnepaTypy aTmocdepbl. B cBolo oyepeab OoT Temnepatypsbl atMocdepsb! 3a-
BUCUT BeNMYMHA YAEPXEHUA B Hei BOAAHOrO napa. HeorpaHWyeHHbIM UCTOUHU-
KOM Napa ABNAEGTCA MUPOBOW OKEeaH.

OcobeHHOCTH NpPUMeHeHNA TepMOAWHAMUYECKMX NOCTYIaTOB C Y4eTOM rpa-
BUTaUMOHHOTro nonA. NccneayA HanpasneHue NPOLECCOB B cucTeme, 06bI14HO Npe-
HebperaloT nonem TAroTeHWA. C TOYKM 3PeHMA XUMWKA Takoe NpeHebpexeHue
onpasAaHo: Kak bbl cucteMa HU Gbina BennKa, B YCNOBUAX XMMUYECKOTO MponU3-
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BOACTBA OHa, NO CYLWECTBY, BCA HAXOAWUTCA Ha OAHOM rpPaBUTaUMOHHOM YPOBHeE.
Ceonor He Bcerpa Moxer 6biTb yaoBNeTBOpeH NoaobHeIM noaxoaom. Paccmar-
puBan Taxkue 0ObeKTbl 3emMnu, Kak aTtMocdepa vnn okeaH B LENOM, NPUXOANT-
CA UMeTb AeN0 C NPOTAMEHHbIMA OAHOPOAHLIMA CUCTEMAMKU, Pa3Hble Y4acTKW
KOTOPbIX HAXOAATCA B Pa3HbIX TOUKAX MPaBUTAUMOHHOTO NonA. PasHsie rpaBuTa-
UMOHHbLIE YPOBHU 3HEPreTUYeCKN OTANYHbL. ITO AONKHO HaKNaAblBaTb CBOU QCO-
6eHHOCTY Ha NpUMeHeHne, N0 KpalHen mMepe, NepBOro 3aKoHa TepMOAVHAMUKN.
BbiACHUM cMbIcn 3TUX 0coBeHHOCTen Ha NPOCTOM NpuMepe.

B P

T

1
~,
=Y

Puc. 2.4. Coaepxanve CO, e BO3ayXe B 3aBUCUMO-
CTM OT WUPOThl M BpemeHn rona. OTKNOHEHWR oT
cpeaHe BenuuuHbl 0,03145 B  AECATHLIX AONAX
npouexTa [46)

N}j??;h“ N
il

-7
AN [ I

0504530 15 0° 15 J0 45600

MpeAcTaBUM, 4TO CUCTEMA COCTOMT U3 OAMHAKOP: . dnyckse cBuHua. Byaem
APUKNaAbLIBaTb 3TU BPYCKU APYF K APYry. /=~ :r. t -1, HUX eAUHYI0 "'CBUHUO-
By’ cuctemy. Ha co3spaHue Taka¥ - i IouOXOAUMO 3aTpaTuTh paboTy,
CBA3aHHYI0 C nNepemMeuwleHneM pasposHEeHHbIX OPYCKOB B eaAvHbId KOMNNeKc.
Ecnu cuctema opMHUpyeTCA 8 YCNOBMAX HEBECOMOCTH, TO paboTa no nepeme-
weHnio Gpycka He 3aBMCMT OT €ro yAaneHHoLIM OT cucTemsl v ByaeT Bceraa oa-
HOW U TOW e. B 3Tom cnyvae Kaxabim 6pPycok 3HEpreTMYecKn paBHOUEHEH.

Tenepe AORNYCTUM, 4TO Mbl CO3R3EeM TAKYHO XK€ CMCTEMY B Nofe TATOTEHWA.
3necb 3HepruA, NPUNOXKEHHaA K TOMYy Wnu MHOMY GpPyCKy ANA ero nepemete-
HUA, OKaXeTcA pa3nuyHon. OHa 3aBMCUT OT NepBOHa4YanbHOro NONOXeHWUA Bpyc-
Ka B NPOCTPAHCTBE U TOro MecTa, KOTopoe UH 3alMeT B cucTeMe. [INA oueHKu
3TUX YCNOBUW Oyaem cuuTatbh, YTO KakKAbi BpPYCOK nepemewiaeTcA OT YPOBHA
MOPA 1 NOCNeAOBaTeNnbHO HaKNaabLIBaeTCA APYr Ha Apyra. Torpa paboTy no ne-
peMeLIeHn0 Kaxaoro 6pycKa B rpaBuTauMOHHOM NONe MOXXHO NOACYUTATL No
M3BECTHOMY ypaBHeHnio MexaHukn W =rmgh, rae m — macca, § — ycKopeHue
ceoboaHoro nageHuA, a h — BbICOTa OT yPOBHA MOpA. B Takon cucteme, npea-
craBnAower cobon CBUHUOBLI CTONG, HanpasneHHbld NO HOpmanu K 3eMmne,
BEPXHUIA ¥ HUHUIA BPYCKK 3HEPTreTU4EeCKU HEepaBHOUEHHLI B CUNY Pa3nNUYMA pa-
60Tbl, 3aTpaYeHHOM Ha MepeMelleHne KaX@aoro U3 HUX OT YCNOBHOrO YPOBHA.
Yem BbiWwe OT YCAOBHOIO YPOBHA PacnonaraloTCA 3N1eMeHTbl CUCTEMbI B FPaBUTa-
UMOHHOM none, Tem B HonbweM KOnNMYecTBe CNOCOBHbI OHK OTAATL 3HEPr U0 NPKU
BO3BPAWEHUN Ha3aa HA HYNEBOW YPOBEHb.

YBAXEM 3TOT BbIBOA C NEPBbLIM 3aKOHOM TepMoanHaMukun. byaem meicneHHo
6pocatb 6pyCcKU CBMHLA C Pa3sHOW BLICOTHI Ha HYNEBOW YPOBEHL. Yem c Bonbluen
BbiCOTHl 6bIN cHpoweH 6pycok, Tem Gonee ropA4YMM OH OKAaXEeTCA Npu yaape.
Mo Konu4ecTBy B8bIABNUBLUEACA TENNOTbI MOXHO CYAUTb U O TOM, C KaKOW BbICO-
Tbl cHpoweH 6pycok. Tak kaK BHYTPEHHARA 3HEPrUA He 3aBUCUT OT NOMNOMEHWUR
Tena B rpaBuTauMOHHOM NOse, 7O OCTaeTCA YTBEPMAATL, YTO KONW4eCTBO Bbiae-
NIVBLUEACA TennoTbl 3KBWBANEHTHO BbLINONHEHHON paboTe HaA OKPY>KaKOLLEHA
cpeaowv npw yaape. '

YCNoXHUM Npumep TeM, 4TO OpyCcKKM MOryT MMeTb Pa3Hylo TeMnepatypy v
NPy NEPEMELLEHUM H3 HYNeBOW YPOBEeHb WX TeMNepaTypa TaK»e AONXKHa uime-
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HATbCA. B 3TOoM cny4ae, Gynetr u3MeHATLCA W BHYTPEHHAA 3HepruA. Toraa
5Q =dU — mgdh. 3Hak MuHyc nocTasneH No cneaywoulet npuunHe. Koraa ob-
CYMAancA BOMPOC CO 3HakaMmu, 6GbINO NPUHATO, YTO 3HEPTrUA, NOCTYNawulan
B CUCTEMy NOCPeaCTBOM Tennonepefaauv, GepeTcA CO 3HAKOM NMOC, a IHEPruA,
nocrynawowan nobeiM ApYFrvMM NyTemM — cO 3Hakom MuHyc. Ecnu Ha4anbHbIA
ypoBeHb cuctemsl 0603HaunTs cumeonom 0, 1o Bceraa Ah >0 npu h > 0. Bbi-
paxxeHne mgdh >0 cenaeTenbCTBYET, 4TO CUCTEMA, NOALIMAACHL Haa HYNeBbiM
ypoBHeM, nosnyuaeT 3Hepruo. CornacHo NPUHATOMY YCMOBUIO 3Ta BENWYUHA
AONXHA ObITb B3ATA CO 3HAKOM MUHYC.

OB606WMM 3TOT NPUMEP Ha TaKyl CUCTEMY, KOTOPaA MOMET eule Cama Bbl-
NonHATe paboTy pacwupeHuA (pacxoposarts 3Hepruwo) . Toraa ¢ ydvetom Toro,
4TO cuCcTeMa umMmeeT BOIMOIXKHOCTL Nepe’1ewaTbCA B rPasUuTaLMOHHOM none 3eMm-
N4, NONHbLIA 6GanaHc 3Hepruu, COrNacHo nNepBOMY 3aKOHY TepMOAUHAMUKHW,
aonxeH 6bITb 3anucaH Tak: 6Q =dU —mgdh +PdV .

Ob6patumM BHMMaHWE eule pa3, vTo Npu yBenuueHnu obbema cuctema oTpaeT
aHepruio. MNoatomy nepen npousseaeHnem PdV ctouT 3Hak nnwc. MNepemewerne
CUCTEMb! HaA YCNOBHbLIM YPOBHEM NO HOPManu rPaBUTaLUOHHOMO NONA yBENNYU-
Baet ee 3Hepruo. MNo3atomy nepea npousseaeHueMmgdh cCTOUT 3HaK MUHYC.

Yutem, uto m = £nM;, rae n; — 44cno mMonen KomnoHenta i, a M; — ero mo-
nexynmpHbIA Bec. pumeHnTenbHO K 06pPaTUMBIM YCNOBWAM ANA OAHOKOMNO-
HEHTHOW CUCTEMb] NONYYUM CRieaylouLee BbiparkeHne:

TdS =dU+ PdV — mMgdh . (2.28)

370 BbIpa)keHUe, NO CYLWECTBY, PaCLMPEHHbIN BapuaHT OCHOBHOMO YpPaBHEeHUA
TepmoanHammnkn (1.30) . OHO NPUMEHNMO K YCNOBUAM, NPU KOTOPbIX YIKe HeNb-
3A npeHebpeyb NONOMXeHWeM OTAEeNbHbIX YacTed CUCTEMbI B FPaBUTALWOHHOM
none. B npouecce ycraHOBNEHUWA paBHOBECUA O6BPaTUMBbIM NyTemM 4acTb 3HePrum
CUCTEMbI UNK OKPYKaloWeNn cpeabl MOXeT 6bITbh UCMONBL3OBAHA HA BbINONHEHWe
MaKCcuManbHOW paboTbl. 3Ta YacTb NO abcONOTHOW BenNMYMHE PaBHA 3HEPrum
w66ca. CpaBHUM C 3TON CUCTEMOW TOYHO TAKYH XK€ CUCTEMY, HO PacMonoKeH-
HYI0 Ha BbicOTe /1 OT Hee NO HOPManu rpasnTauMoHHoro nonA. Mpu onyckaHuu
CUCTEMbI C BbICOTbI /7 HAa HYNEBOW yPOBEHb NOABUTCA AONONHUTENbHAA 3HEPruA,
o6ycnoBneHHaA y MeHblUEeHNEM NMOTEHUNANLHOW IHEPruv CUCTEMbI. ITa AONONHK-
TefbHaA 3HePruA MoxXeT BbiTb NCNONBL30BaHa ANA BbINONHEHWA AONOAHUTENbHOW
paboTbi. Takum o6pazom, AG cuctemsi Ha Hynesom ypoeHe n AG TOMHO TakoWn
E CUCTEMbI, HO PacMONOMXeHHOW Ha ypoBHe H, OKaXXyTCA Pa3nuyHbIMM, eCnu 3a
HAMK CNeAWUTb ¢ OQHOTO W TOro e ypoBHA. OdopmMuM 3Tu 3aKknoveHnA dop-
mynbHo. inA aToro npoanddepeHunpyem aoiparkedme (2.1) n ucnonssyem ero
B KOMBMHALWM C PAaCWMPeHHbIM OCHOBHBLIM 33aKOHOM ANA 33aKPbLITOW CUCTEMbI
(2.28) . Toraa -

dG =nMgdh + VdP — SdT. (2.29)

O4yeBMAHO B OAHOKOMMOHEHTHOW CUCTeMe vaMeHeHune 3Heprun ub6ca ¢ yaa-
neHnem OT LLEHTPa MPasBuTaUMOHHOro NONA NpY NOCTOAHCTBE MPOYMX Napamert-
POB ONPEAENUTCA 3aBUCUMOCTbIO

(8GlhY,  , =nMg. (2.30)

Jonycrum, 4To OAHOKOMNOHEHTHAA cucTeMa wmeeT BONbLWYO NPOTAMNEH-
HOCTb NO HOPManu rPaBUTAUMOHHOIO NONA W BCE ee 4acTW PaBHOBECHLI MeXAay
coboin. CornacHo BTOpPOMY 33KOHY TEPMOAUHAMWKW YCNOBUE YCTOMUMBOIO pas-
HOBECWA 3aKPbITOA CUCTEMbI NPeanonaraeT OANHAKOBOe 3HaueHue aHeprun [w6-
6ca 8 niobon ee Touke. ITOro yCNOBUA BNONHE AOCTAaTOMHO: TaK KaK B cucteme
He NPOTEKAT HUKAKWE XMMUYECKUE Peaxuun, HeT CMbICHA YCNOXHATL 3aaady
¥ MCKaTb MUHUMYM cBOBOAHOM 3HEPT UK.
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Ycnosue oaAnHaKoBocTu 3Heprun Mnb6ca Bo Beex Toukax 0603HavaeT, uTo npy
cpasHeHnU NiobbIX COCEAHMX YYaCTKOB CUCTEMbI, OTNNYHAIOLWLMXCA CBOUMW Temne-
paTypamu, AaBneHUAMW U KOOPAWUHATaMM, B I PaBUTAUMOHHOM Mone Npu paBHo-
secun dG = 0. Torpa u3s ypasHenunn (2.29) nonyvaem: nMgdh + VdP — SdT =0.
Ecnv Bpo6aBok TemnepaTypa BO BCe CUCTEME OAHA U Ta Xe, TO Toraa

nMgdh + VdP =0. (2.31)
AnA wnaeanbHbIX rasos B uloTepmuuveckux ycnoBuAx w3 (1.1) cneayer:
PdV = — VdP. OueBuaHO, cUCTeMy B PaBUTaLMOHHOM None, NpPeacTaBMeHHYIo

vAe2nbHbIM ra30M U PaBHOBECHYH) BO BCEX TOYKAEX, MOXKHO OXapaKTepn3osaTb
cneayrowmm obpazom nMgdh =PdV .,

370 03Havaet, YTO NPU ONYCKaHWW YacTKU CUCTEMbI C BbICOTbI I Ha HyneBol Yypo-
BeHb B W30TePMUYECKUX YCNOBUAX, BCA MNOTeHLUManbHaA 3HepruA 6yaeTt pacxono-
BaTLCA Ha BbINONHeHWe paboTel paclumpeHnA. Obuee ameHeHve 3Heprum Tm66ca
npu 3TOM OKaXeTCA paBHbIM Hyno. O6pawaeT BHYMaHWe, YTO 3TU BbIBOAbI
AEACTBUTENbHbI TONbKO ANA 3aKPbITON OAHOPOAHOW CUCTEMbI, MOCKONbLKY YAa-
neHne Unu NpuobpeTeHre CUCTEMOI MACChbl AONKHO AOMNONHUTENbHLBIM 06pasom
BNUATHL Ha ee 3Hepruo Fv66Ca. .

AnA naeanbHbIX ras’os COCTOAHWE CUCTEMbl ONWCbIBAeTCA ypaBHeHuem Kna-
neiipoHa—MeHaeneesa. Moactasum B ypasHeHune (2.31) o6vem M3 ypasHeHwA
vaeanbHbIX rasos. Toraa

dPIP = — (Mg/RT)dh. (2.32)

370 BbipaXKeHWe W3BECTHO NMOA Ha3dBaHuem GapomeTpvueckol opmMynbl A
OCHOBHOrO ypaBHeHUA cTaTuKK aTmocdepst. MpruBeaeHHsIR 34eCh BbIBOA 0TNUYa-
eTCA OT TOro, KOTOPLIA 06b1YHO aeTCA B huanke. HO MMEHHO 3TOT BbIBOA NOKa-
3bIBaeT CUNYy TepPMOAWMHAMWUKW WU CBMAETeNsCTBYET O TOM, YTO B OCHOBe BCEX
ABNEHWY NPUPOAbLI NEXAT OAHWU 1 Te e yHAaMeHTanbHble 33aKOHbI.

J\NA MHTerpupoBaHWA BbipaweHus (2.32) npumem, 4to npu P=P°, h =0.
Toraa

P=P’exp[— (Mg/RT)h]. {2.33)

Tak kak uaeansHble ra3bl BeayT cebA Hesasucumo, To ypasHeHue (2.33)
NPUMEHNMO TaK)Ke ANA pacyeTa W3MEHEHUMA NapuuansHOro aasneHUA noboro
KOMMNOHEHTa rasoBON CMeCHU, B3ATOrO OTAensHO. [NA cucTemsl, cCocToAwWwen u3l
HECKOMNbKWUX Fa30B, MOXHO 3anucatb

P=P, +Py~ .. +P, =Plexp(—M g/RT)+P3exp (—M,g/RT) + ...
+ P: eXp (_Mng/RT)

B wkauectBe P° ucnonb3yem napumansbHble AaBneHWA rasos y 3emnun. Toraa aasne-
Hue Ha no6on ebicote 7 =298,15 K onpeaenutca ¢popmynon P= EP,?exp(—3,956-
- 107" M;h). 3necs M; — MoneKynApHaA macca AaHHOrO rasae Kr, ah — sbico-
Ta B8 M. MNonbkayAcs copmynon (2.33), MOXHO NOACYMTATB, KBKWUM JONKHO
6bITb pacnpeaeneHne ra3os Ha noboi BbICOTE, UCXOAA M3 peansHOro COCTaBa
armocdepsl Y YPOBHA MOpA.

3707 e B8bIBOA uenecoo6palHo rnonyuwdTo Gonee TOuHbIM cnocobom. Anm 3T0r0 pac

CMOTPUM YNPOWeHHYO MOAeNb ra3oBoi aTMOCHepbl Tak, ecnv Bbl OHa COCTORANA TONLKO M3
peyx razoe 1 un 2. N3 (2.29) cneayeTt, 4TO ANA N30TEPMUYECKKU X YCNOBUA

dG = VdP + mgdh. - (2.34)

CornacHo (2.13) o6wmin o6bem cucTemsl MOXET BbiTe NpeacTasneH cneaywwmm ob6pa-
om:

V=An, +n,) RT/P, (2.35)
rAe 7, W N, — NEPeMEHHbIE H3 KaXAOM YPOBHE h, HO B CYyMMe Aaloutne NOCTOAHKYIO Benu-
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4vHy. TONbKO B8 3TOM cny4ae V u P camu BbICTYNaoT, KaK 33BUCMMbIE NepeMeHHbIe. JencT-
BV TENbHO, NpoauddepeHUn pyemM 3TO ypasHeHune no obwmm npasunam. Toraa

dV = (dn, +dn,) RT/P +(n, +n,) dP RT/IP?,

xorga n, +n, =n, rage n= const,To dn, = —dn,. MNepsbIV uneH cNpasa OT IHaKa pPaBeHCTBa
COKPaLLAETCA U NHTEr puposaHne BHOBb aaet {2.35).

AnA 3aKpeITOA CUCTEMbI, ABMIKYLLEACA 8 FPasUTALUMOHHOM none 6e3 N3MEHeHURA 3Hep
rum Mu66¢ca, Bmecto (2,34) moXkHO 3anucaTs:

(n,M, +n,M,;) gdh = —(n, +n,){(RT/P) dP.
Nocne npeo6pazoBaHnin NonNyuaem
dPIP = —(X, M, + X,M,) (g/RT) dh. (2.36)

YpasHenve (2.36) nO3BONAET paccMaTpvBaTs PAA 33aKPbITLIX CUCTEM C OAMHAKOBLIM
KONUYECTBOM MONEn ras3a, HaNOXEHHbIX APYr Ha Apyra NO HOPManu rpasvTAUMOHHOIO
nonA n obnagalwmnx 0agHOW U TOW we 3Heprnen MB6ca. MonbHbIe RONKU Yy TAKUX CUCTEM
(¥, u X,) moryrT MeHATbCR NPOU3BONLHLIM 06pazoM. ITO BHOCUT HEKOTOPYIO Heonpe-
AeNeHHOCTb. Bo3bMeM aBe Takue CUCTEMbI ¥ HANOMMM WX APYF HA APYra NO HOPManu rpa-
BUTAUMOHHOro nonA. HecMOTpA Ha TO, 4TO 06Wwan 3HepruA Mn66ca Kaxgon M3 HUX oaHa
M Ta e, Mbl HE MOXXEM yTBEPKAATbL PABEHCTBO COOTBETCTBYIOMX XMMUYECKWUX NOTeHuna-
nos. Mo3ToMy, ecnu 3™ CUCTEMbI COBANHUTL B OAHY, HAYHETCA NepeMeLleHUe KOMMNOHEHTO8
u 3Heprun M66ca Takon oBbeauHeHHOW cuctembl GyneT uaMeHATbCR. nA TOro y4To6eI
3TOro, He NPOU30LWNO, HYXHO COrnNacopaT MEXAY cOBGOW MOfIbHLIE A0NU NO KPaWHen mepe
OAHOTO M3 KOMNOHEHTOB ANA Pa3NUYHbLIX YPOBHEN rpaBUTauUUMOHHOIO NONA. Byaem cunTaTs,
4TO B 06BLEAVHEHHON CUCTEME XUMWUMECKWA NOTEHUWan NepBoro KOMNOHEHTa 3aBUCUT OT
napuvanbHOro A3BNEHMA W KOOPLMHAT B rpaBMTaUMOHHOM nNone. Toraa, anA M3oTepMu-
ueckux ycnosut u, =f (P, h).OueBnaHo

“du, = (3w, [oP, ) dP, + (31, /3h)p ap.

Tak xak 378 06beAMHEHHAR CUCTEMA 33KPbITa U KOMNOHEHTbLI HE PEArnpyroT Mexay
co6oi, TO pasHOBECHOE COCTOAHWE ANA NEPBOro KOMMNOHEHTa ONpeAENnAReTCA YCnoBuem
du, = 0. PaccmMoTpuM 3HaueHne Kawaoh Npon3soaHoi. Mo onpeaenennio u, = (3G/3n,)p T

(o, 18P )y = 13 (3G/3n, )p, 7/3P, 1, = [3 (3G /3P, )p. 7/3n,) =8V /on, = V,.

AHanorn4HbIM 06pasomM MOXKHO BbIACHNTL, 4To {3u, /an)p =M, g. Toraa anmr pasHoBec-
HbIX ycnoeua V dP, = —M g. NapuvaneHbii 06beM AaHHord rasa, Haxo4AWErocA B raso-
?_/C_)M p;c;opel paBeH o6wemy o6vemy rasoson cmecu. [nA oaHOro monA, cor nacHo (2.14),

] = r 1 :

OTc0a3 pasHOBECUE NEPBOro KOMMNOHEHTA B ABYX COEAVMHEHHbIX Mexay coboi cucte
Max, pacnoNOMXeHHbIX Ha P3a3HbIX YPOBHAX rPaBUTaAUMOHHOrO NONA, ONpefenAeTcR ycno-
suamn. dP, /P, = (M g/RT) dh. C apyroh cTopoHbl naBecTHo, uto P, = PX, u dP =PdX, +
+ X,dP. O6veavHum 3Tw psa pasexctea: dP, /P, = dX,/X, + dP/P. Torpga dP/P =
= — M, g/RT — dX, /X,.3Ta 338MCMMOCTb OTPaXKaeT MUHUMU3aUMIo IHeprum n66ca npu pac-
npeneneHun KOMMOHEHTOB B rPasuTaUMOHHOM None, Kak thyHkunio o6wero gasnexuA. Npu-
paBHAEM NONYuYeHHYo 3aBncumocTe K (2.36) no obwemy pasneuwio. Torga (M, g/RT)dh +
+dX, /IX, =(X,M, + X,M,) (g/RT)dh.

Teneps MONbHYIO AONKO BTOPOrO KOMMOHEHTa BbIPa3UM 4€pe3a MONBLHYI0 AOMO NEPBOr o
KOMNOHEHTA, NPOV3IBEAEM PAIAENEHUE NEPEMEHHBLIX W NPUAEM K MHTErpMpyemMoMmy Boipa-
WEHWIO

v ax, m, —M,) h x, X3 M, -M,)
1) == g9 (dh; — = —expl— ——— gh
X 11=X,) RT ¢ X, X3 RT
3pectk X7 u X% — MOnbHbIE AONM NEPBOrO W BTOPOr0 KOMMOHEHTOB Ha ypoOBHe, ANA
kotoporo h = 0, X, u X, — MONbLHbIe A0NK Ha ypoBHe A. 3Tu BbIPaXeHWe Nerxo npeo6pa-
3yeTcA K BUAY
PI P? (MI _M:)
— = — exp|— —— gh
P, P RT B

370 e BLIPAKEHWE B CBOK OYEPEAbL — HUWTO WHOE, KaK OTHOLWEHWE ABYX ypaBHeHnin
{2.33), 83ATbIX ANA CMECK, COCTOALLEN N3 ABYX rasos. Takoh ANMHHBLIA BbIBOA BbIP3a)XKEHNA,

KOTOpOE MOXHO NEerKo MNONy4uTb, KaK OTHOWEHWE ABYX YPIBHEHWW (2.33), onpasaaH
cneayowmmMy NpuYnHaMn. ,
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Ta6nuua 2.7
TeopeTuyeckoe pacnpeasneHne ra3os atmoctepbl

CoaepwaHue rasa, 8 %
BowicoTs, Obuwee paB-
™M 1N, 0, Ar Ne He H, nexuve, aT™m.
0 78,11 2095 0934 1,82-107° 5,24-107* 5-107° 1
100 78,14 2092 0930 1,82 -10°. 5,29-10™ 5,05-10™° 0,9886
1000 78,40 20,70 0,889 1,88-10° 5,79 - 10 556-10° 0,8918

10000 80,87 1853 0,602 257-10°° 1,40- 1073 1,45-10™ 0,3189
20000 - 83,27 16,34 0,388 3,62-107 3,74-1072 4,04-10™° 0,1022
50000 89,22 1060 0,099 8,51-107 6,72-107? 9,62-10"* 3526-10°°
80000 88,45 9,51 0,034 4,46-107 1,676 0,299 8,830-10°°
100000 8565 4,99 0,009 4,42-10° 7.696 1,504 1,403 107°

HecMOTpA Ha TO, 4TO aTMoccepa NPocTUpaeTcA 40 6EeCKOHEYHOCTH, 3aKOHO-
MEPHOCTU pacnpeaeneHnA ra3oe B HeW ONMWUCLIBAKOTCA NOCTynatamw, NPUMeHK-
MbIMW ANA 3aKPbLITOW cucTeMbl. MHbIMKM CNOBaMU, ecnu peys MAET He O CTauuo-
HapHOM, a. paBHOBECHOM COCTOAHMM, TO BCeraa MOXKHO HaWTh cnocob onucaTtb
APUPOAHLIYN OBBEKT, KaK 3aKPbITYH CUCTEMY.

TeopeTuueckunit coctas aTMocdepbl, KakK (YHKUMA BbICOTbI, PACCYUTAHHbLIA
no gopmyne (2.33), aax B Tabn. 2.7.

CrpoeHune atmocdepbl n ee macca. Heo)xMaaHHLIM OKaslanocb, 4TO AENUCTBU-
TeNbHOE pacrnpeaeneHne rasos aTmMoccepsl NO BbICOTe He COrnacyerca ¢ Teope-
Tuueckoi Moaenbto. CocTas BO3AyXa OCTaeTCA HEW3MEHEeHHbIM NO KpawuHen
mepe 0. BbicoTbl 80 kM. OnucaHue Takon MOAENN C NOMOLWLIO TEPMORNHAMUKMH,
He y4uTbIBawWen rpaBUTAUMOHHOE pasjeneHue M nepenaa AaBleHWA, KaXKeTcA
6onee 6AN3KUM AEBNCTBUTENBHOCTM, XOTA W He BepHbiM. MoOXXHO nu rosoputs
0 TOM, YTO TepMOAUHaAMMUYecKoe OnucaHue Takoro o6bvekTa, Kak aTmocdepa,
HeBo3MoxHO? OTHoab HeT. TepmoauHamuyeckoe onucaHWe NO3BONAET CO3AaTh
WAEaNLHYID MOAENb, COMNacyluwylCcA ¢ 3aKoHamMu npupoabl. OTknoneHuAa or
3TON MOAenn CBUAETENLCTBYHT O BAUAHWM NOCTOPOHHWX 3HEPreTUYeckmnx drax-
TOPOB, HE YyYTeHHbIX B uaeansHon moaenu. Yacto, NpUMeHAA MAeanbHy MO-
AeNb, KaK pa3 U yAaeTCA BbIABUTL U MPOAHANU3NPOBaThL NOCTOPOHHME (haK TOPbI.

Oxa3sanoch, 4TO NoA BAMAHUEM 3HepreTUYecKOro obmeHa, KOTOPLIA CywecT-
syerT Mmexay ConHuem n 3eMner, CKOPOCTb NepemMelMBaHUA rasoB armMoce-
pbl OnepexaeT TePMOAUMHAMMYECKUN 3deKT ux pasgeneHna. CkopocTe audr
thy3amm HaumHaeT npesbiWwaTe 3deKT nepemMewrBaHWA Ha BbICOTE OKONO
105 km. MpuBeaem AaHHble O BPeMeHWU pa3aeNneHnA ra3os aTMocgepbl ANA OAHO-
ro ua Hanbonee nNerknx v 0AHOro U3 Haubonee TAXXENbIX KOMMOHEHTOB Ha pa3-
HbiX BbicoTax (rabn. 2.8). OnA 3aBepweHnA nonHoro Anddgy3noHHOro pasae-
neHnA Bcen atmocdepsl notpebosanock 661 okono 30 000 ner [12].

MNpumem cpeaHee 3Havenne TemnepaTypbl atMocdepb! paBHbIM Temnepary-
pe craHpaprtHo# artmocgepsl — 288K; yckopeHue cunbl TAXECTU PaBHO
9,80865 m/c?; monekynApHaA macca @oagyxa — 28,988 r; yHuBepcanbHaA
rasosan nocrtoAxHan — 8,314 Mw/monsb - K. Torpa, 8 cootsetctBum ¢ (2.33)
P = exp (-1,888- 107 h). W3 atoro ypaBHeHun, Kak v u3 (2.34), ouesnaHo,
YTO BEPXHIOID MPaHULY aTMocdepbl YCTAHOBUTbL HEBO3MOXHO: AaBneHue acumn-
ToTHYeckKn ByaeT NpubnuxaTbCA K HYNO Mo Mepe NpubnuxkeHnA h K GeckoHew-
HocTH. HecMOTPA HA 3TO, Maccy atMocdiepbl ONPEAENUTL MOXKHO.

Ha yposHe mMopA aasneHwe pasHo 1 atm. JTO 3HauuT, 4TO cTONG BO3AYXa,
yX0AAUIMN B 6eCKOHEYHOCTL, NONepeYHbIM CeYeHeM y CBOEro OCHOBAHWA, paB-
HoiM 1 M2, aBuT ¢ cunol Ha ato  ocHosame 1,013 10% H. Tak xak F = mg,
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Ta6nuua 2.8

BpemA pa3nencHuA rannA 1 yrIeKucnoTel Ha pasHbiX BbicoTax [46)

. BpemnA paspeneHun BpeMRA paageneHvA
BbicoTa, KM BbicoTa, kKM
renun yrnekucn b renun yrnekucnein
ra3 ras
80 14 ner 50 ner 160 4,84 174
120 34 pHA 130 gHen 200 2 MUH 8 MuH

To m = 1,013-10°/9,80665 = 1,033- 10* kr. Mpumem paanyc 3emnu pase-
HbiM €371 - 10% m. Toraa aTmocdepa, KOTOpPaR NOKpsIBaeT BClo 3emnio, Byaet
umete maccy m = 1,033 10* - 4- 3,14 (6371 -10%)% = 5,27 - 10'® «r.

" flerko HaWTW, YTO NpW PacnpPOCTpaHeHUM CPeaHero XMMUYeCKOro cocTaBa
aTMocdepel, NpuBeaeHHOro B T1abn. 2.£. Ha Bclo rasosyio obonouky 3emnu,
BECOBbIe COASPXHAHUA KOMNOHEHTOB PacnpeaenATCA cnegyowmnm obpasom:

’

Asor 3,98-10'" kr Apron 0,068-10'"® kr
Kicnopoa 1,22-10"® kr Yrnexucneii ras 2,4- 10' % kr

B ocapoyHbiX NOpPoOAax 3aXOPOHEHO 3HAYUTENbHOE KOMMYECTBO YrNeKncaoro
vTa3a. o AaHHLIM pasnNUMYHbLIX MccneaoBaTenen, 3Ta BenNvYMHa COCTaBNAeT
4.10%° kr [12] wam kone6netcA B npeagenax 1:10'° — 2,7.10'? kr [36].
MNpumem ungpy-1 - 10%% Kkr. Ecnu Gbl Beck 3TOT YrneKMCAbIA ra3 BbiMyCTUTL
8 aTtMmocdepy, TO y ee nosepxHocTu 6bino 6bi  co3gaHo pasBneHune P =
=1.-10%°.9,807/4-3,14(6371-10%)%=1,9-10° Ma=18,98arm. MMpu wuc
nonb3aosaHwy 3HatsHua CO, = 2,7 - 10 ¥ kr, ata BenuumHa cocTasuna 6ei 5 at™."

Wcnone3ya GapomeTpuueckyo GOpMyny v npuBeaeHHbIA Bbile METOA pacye-
T2, AOBONLHO NPOCTO NOKa3aTb, YTO HaYMHaA C BbICOTbl 10 KM OT NoBepxXHOCTH
3emnu, yxoaAWMi B BeCKOHEYHOCTL CNoi BO3ayxa uMeeT maccy 1,61 - 10'® kr.
CpasHuBan 3Ty uudpy ¢ Maccoi Bcer atmocdepbl, MOXHO BUAETb, YTO B CNOE,
npumsikawowem K 3emne a0 BbicoThl 10 KM, cocpegotodeHo 70% aTtmocdepesl.
Cnoi Tonwmnoin 30 kKM B No4aeT yrxe okono 99% aTmocdepst.

OcTtaBaAcb 6naroaapA nepemMellnBaHUIO OAHOPOAHOW, aTmocdepa 3Jemnu
no dunanveckum 0COBGEHHOCTAM AENUTCA Ha HECKONbKO KOHUEHTpu4yeckux obo-
noyex. HuxHAA 060n0YKka uMeHyeTcA Tponocdepoit. Mo mepe yaaneHnA oT 3em-
nM B Tponocdgepe OTMEYaeTCA NOHMKeHWe TemnepaTtypel. BnarogapA atomy
Tponocepa xapaKTepu3yercA OCO6EHHO HEeyCTONYMBLIM AUHAMUYECKUM CO-
cToAHMEeM. 34eck 4acTb TENNOBOMW 3HEPrMy NEepexoauT B KUHETUYeCcKylo, co3aa-
B8aA YCNOBMA ANA WHTEHCUBHOrO nNepeMewuBaHWA Bo3ayxa. Bce namenenun,
KOTOpbIE OLWYLWATCA Ha NOBEPXHOCTH 3eMNu U UMeHYHOTCA “‘NOrofon ', npouc-
X0AAT, rNasHbIM ob6pa3om, B oBnactu Tponocdepsl. Ecnu 661 NoHmxeHne Temne-
paTypbl aTMOCeps! 3KCTPaNoNMPOBaTh 3a Npeaens! TPoNocgepbl, 0CTaBUB TOT Xe
caMblii 3aKOH, TO, KaK CBUAETENLCTBYIOT pacyeTsl MenbMronsua, Ha ebicote 27—
28 kM 6bin 6bl AOCTUTHYT abconoTHLIA Hynb v aTMocdepa 6ui ucuesna [6].
B nencTBUTENbHOCTM NajeHWe TemnepaTypsl NpeKkpawaercA Ha sbicote 10—
17 kM. C 3TOro MOMeHTa HaynHaeTcA NepexoaHan 06NacTb C NOCTOAHHON Temre-
pdaTypoit, UMeHyeman TPONoNay3o0d.

Tponocgepa nepexoauT B cnegywwyo obonouky — crpatocdepy. B Hux-
Hel 4acTu cTpaTtocdeps! TemnepaTypa OCTaeTCA HUIKOW A0 BbICOTbl 25—-35 Kkm.
3aTtem nocTeneHHO NOBbIWde ICA, AOCTUIaA TaKKUX XKe NPeAencs, KaK Uy nosepx-
HOCTY 3eMnu. 3TO NOBbLIWEHWE TeMMNepaTypbl CBA3aHO C MOBbILWEHHBIM coaep-
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Tabnuua 29
BpemnA ycxonbaannAa razos 3emnn s rogax [46]

T, K
a3
500 1000 2000
H 2,4-107 36-10° 1,8-10°
He 4,2-10*° 40-10'? 24-107
o) 10805 105! 1015

KaHUEM O30Ha, 3aIEPXHMBAO'LETO YaCTb CONHEYHOW 3Hepruu. YaenuyeHue 030Ha
He W3MEeHAET COOTHOLUEHWE OCHOBHbIX KOMMOHEHTOB aTMocepbl: COCTag BO3-
Ayxa 34eCb OCTaeTCA TaKuMm xe, Kak U y nosepxHocTu 3emnu. KoHueHTpauwA
030H3. 1 aTOMapHOro KUcnopoaa, noagepusBaeman OTOXMMUYECKMMU peak-
umAaMM, aaxxe 8 06nacTu 030HOCHEPLl OYeHbL HU3KA. Ecnn, HaYMHaEA OT noBepx-
HoCTM 3emnu M KoH4anA Beicoton £0—70 km, rae ewe o6HapyKMBAOTCA cneabi
030Ha, cobpaTb 3TOT ras 8 chepu4ecKnid cno U cxaTb A0 AaBneHuA 1 arm, To
TOoNnwmHa Takoro cnoA oxawercA pasHon 0,6 cm. O6wian macca 03oHa cocTaBnAeT
3,2- 10'% r, yro B8 750 paa MeHbule Macchl YFrNeKMcnoro rasa. TemMnepaTypHole
YCNOBUA, CcyluecTsyiouie B cTpatoctepe, Heb6naronpuATHLI ANA NepemMelunBa-
HUA Bo3ayxa. OaHaKO, OTCYTCTBME rPaBMTaUWOHHOIO pasgeneHuA ero Komno-
HEHTOB CBUAETENLCTBYET, YTO NepeMeluMBaHue Nponcxoaut. Xotenoce Bbi ewe
pa3 NOAYEPKHYTH, BLIBOA O NepeMelvMBaHUM AenaeTch Ha OCHOBaHUMW OTKNOHe-
HWA OT WAEaNbHON TEPMOAMHAMMYECKOW MOAENW, B YeM KaK pa3 U BUAHA ee
None3HoCTh.

Ha Bbicote okono 50 KM OTMevaeTCA 30Ha CTpaTonay3bl, KOTOPYH NOKPbLIBa-
eT me3aoctepa. Mesocdepa xapakTepu3yeTcA HOBbIM NOHMXEHUEM TEMMEepaTypbl B
CTOpPOHY YyAaneHWA OT MOBEpPXHOCTM 3emMnAu, HO COCTaB BO3AyXa OCTaeTcA
NpexXHUM.

WN3meHeHUA B COOTHOLWEHUM KOMMNOHEHTOB aTMoctepbl HAYMHAIOTCA C BbICOTbI
82—85 kM. JT0 Tak HasbiBaeMaR 30Ha Me30nay3bl. 3a Hel cneayeT uoHocdepa.
TemnepaTypa 34eck pe3Ko BO3IPacTaeT W Ha yaaneHuM 250 KM OT NoBepxHOCTH
3emnu pocturaer 2000 K. B noHocthepe pacnagaeTtcA yrnekwucnbii ras, noAs-
NAIOTCA KWUCNOPOA W ruapokcusn. Bo3HUKaeT CUNbHAaA WOHU3aUMA aTOMOB WU
Monekyn. CkopocTb anddy3uu nNpesbiliaeT CKOPOCTb MEPEMELUMBAHUA U Kap-
TWHa -pacnpeaeneHMA KOMMOHEHTOB MocTeneHHo NpubnuikaeTcA K TeopeTuuec-
KOW, NPeanUCLIBAEMON TePMOAMHAMUKON. flerkue rasbl 3aHUMaIOT AOMUHW PYIO-
wee nonoxeHue B Gonee yaaneHHbIX 060NOYKaX, a TAXeNbie KOHUEHTPUPYHTCA
8 o6onoukax, pacnonoxxeHHbix 6nvke K 3emne. B HanpaeneHun ot 3emnu yse-
NWYMBAETCA KOHUEHTPaUWA KUCNOPOA3, 3 KOHUEHTPALWUA a30Ta YMEHbLIAeTCA.
Bmecte ¢ yBenuueHMeM KOHUEHTPAUMUWM KUCNOPOAA HapacTaer e€ro MOHU3AUMA.
Boiwe 110 KM noytTu Becb KWUCAOPOA H3XOAUTCA B aTOMAapHOM COCTOAHMMW.
3a npepenamu 500 kM OT NOBEPXHOCTU 3eMNM aTOMapHbLIN KUCNOPOA YCTynaer
CBOE MeCTO renvio U BOAOPOAY, KaK Oonee nerkum rasam. Bnaropapa Buico-
KUM 3HEPruAmM, NONyYaemMbiM aToMamu renua U BOAOPOAA, U ManNon NAOTHOCTH
rasa, sce 6onblIe NCKNIOYAETCA CTONKHOBEHWE aTOMOB. ATOMb! NONYYAIOT TaKue
CKOPOCTH, KOTOpble MO3BONAKOT NPEOAONEeBaTb NoMe TAroTeHWA (CKOPOCTL
YCKONb3aHWUA) , 4TO NPUBOAUT K NoTepe 3emMneir nerkux raios. Beicora, ¢ KOTO-
PO HAYMHAETCA YCKOMb3aHWe, UMEHYeTCA YposHeM guccunauun. Bpema nonxo-
ro yCKOMNb3aHWMA HEKOTOPbIX ra3oB NpueeaeHo 8 Tabn. 2.9.

Ecnu Bo3pacT 3emnu oueHvsate B 4,5 - 10° neT, To n3 atmocdepel yaanu-
noce BOAOPOAa NPUMEPHO B Tpu pa3a Gonblue, YeM onpeaenneTcA ceiyac. 3em-
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HaA aTmocdepa gomuHa Bbina NOTepATL Beco CBOW renuid v ero o6HapyxeHue
06BbACHARTCA TONbKO NONOMHEHUAMU, NPEACTaBNAIOWUMKY COBOM cneacTeve
PaaMoaKTUBHOro pacnafaa MUHepanos.

OTnnunA peanbHoro W maeansHoro rasos. [NA aHanuaa atmocdepsl, Kak
npumepa ras3oBoro pacteopa, 6biIN0 MCNOAbL3OBAHO YypaBHEHWE COCTORHWA
upeansHoro rasa. Ha atom ypaBHeHWM OCHOBbLIBAeTCA 06bIYHO peweHue 6onb-
WWHCTBA npakTuyeckux 3aga4. OaHAKO B onpeaeneHHbIX YCAOBUAX NpU Npu-
NOXEHUN K peanbHbim rasam ypasHeHun (2.10) u (2.17) npuBOART K Hesep-
HbIM pe3ynbtatam WM He OOBLACHAT ONbLITHLIX AaHHbIX. [poaeMOHCTPUpYem
3TO Ha HEKOTOPbLIX NPUMepPax. :

NocrpoenHoe no ypaeHeHwno (1.5) B KoopanHaTax P—V ceMencTBO n3oTepM’
npeactasnAer coGoi cepwo runepbon, PacnoNOXeHHbIX CUMMETPUYHO OTHOCK-
TensHO npAMoK P = v. U3 nponssoaHow ypasHeHnA (1.5) cneayert

(0P/3V) 1. = —RTIV2. (2.37)

JTo 3HaumT, 4TO BCE runep60onbl B TOYKE NEepecevyeHnn C NPAMOA UMeKT yron,
paaubm 45°. JeAcTBUTENBHO, COBMECTHOE pelueHue  ypasHeHuwid Pv = RT n
P = v, npusoanT K.pesynbtaty RT/v? = 1. N cnepoBatensHo B Toyke P = Vi
(3P/dV)+ = 1. Mesee nuHun P = V yron HaknoHa wioTepM Bceraa 6onsuwe 45°.
Oco6GenHOCT uacTeir runepbon, pPacnonoeHHsix npasee nuHuuM P = V: npu
0AHOM ¥ TOM )>Xe AaBngHuM Bonee BbicOKOTeMNepaTypHbie runep6onsl cnaganT
Kpy4e K ocu abcuuce, 4eM HU3KOTemnepatypHble. Ho HUKOraa, HU y OQHOW U3
3aTux runepbon TaHreHc yrna HaknoHa He 6yaer pasHbiM Hymo. Munep6onsi
aCUMNTOTUYECKU NPUBNMKAIOTCA K CBOMM OCAM, a CaM Yrofl MOHOTOHHO u3iMe-
HAETCA OT TO4YKW, NPUGAUXEHHOW K OCHM OPAUHAT, A0 TOYKU, NPUONMIKEHHOW K
ocu abecumce. CemMeHcTBO TaKUxX runepbonN MaTeMaTUKKU Ha3bIBAOT NPAMOYIOnb-
HbiMu. [1nA ungeanbHbIX ra3oB B8 COOTBETCTBMM C ypasBHeHuem KnanedpoHa—
MeHaeneesa npu KoHewHbix V' n 7 moxHo 3anucate O < (9P/3V)r =
= —~RT/V* < oo, ¥ KaxAOro peansHOro rasa, B OTANYME OT WMAEANbHBIX ra3os,
WMeeTCA M30TEePMa, Ha KOTOPOW PacnonoXeHa TOYKa, OTBEYaloLWanA YCNOBUAM:
(8P/3V)r = 0 npu KoHeuHbix a3HaveHnAx V u T. Bropam npou3sopHan B 3T0M
TOUYKEe TOXe paBHa Hynt. Y uaeansHblX e rasos noaropuoe nu?:d;epeuuupoaa-
Hue BbipaceduA (2.37) paet cneayrowee pewenue: (32P/dV?); = 2RTHE,

“YTO HUKAK He MOeT GbiTb pPaBHbLIM HyNO NpU KOHEYHbIX 3Ha'4euvmx Vu T.
Touka, NOABNAIOWAACA Ha W30TEPME peanbHbiX ra’os W yaOBNETBOPAIOWARA
ycnosui

(dP/aV) = (3%Pfav? )y = 0, (2.38)

ABMIAETCA BecbMa NpumevaTensHoW. OHa cBuaeTenNsCTBYET O NOABNEHUU Neperu-
6a Ha uszotepme. Cam ke nepernb oTpaxaeT TO, YTO B 3TON TOUKE ra3 NepexoauT
B Apyrywo ¢a3y u nepecraeT CylwecrBoBaTbh, KaK ra3. Bce 6onee BbicokoTemne-
paTypHble W30TepMbl He UMeOT TaKux Touek B mobom ananazoHe TemnepaTtyp.
M paBnennin. MNoatomy ras nNpM Takux TemMnepatypax npubnWxKeHHO Moxxet
6bITb OnNucaH ypaBHeHMeM uaeansHOro rasa. Bce Gonee HM3KOTeMnepaTypHble
W30TepMbi MO CPaBHEHWUIO C TOW, Ha KOTOPOW NOABWMNAch 3Ta 3amevaTtenbHanA
TOYKA, UMelT yxe uenyw obnacte, coorBercTByrowyro (2.38). Temnepatypy
TOW M30TepMsbl, Ha KOTOPOM NOABUAACL TOYKa neperuba, onnucbiBaemManA Npous-
BoAHbIMK (2.38), nmenyloT KpuTMyeckoin Temnepatypon. lockonbKy peus naeT
0 Touke B KoopauHatax P — V, To el 4ONXHO COOTBETCTBOBAaTL €AUHCTBEHHOE
3HayeHWe AaBNEHWA N eAUHCTBEHHOE 3HavyeHne ob6bema, KOTOpble -MMeHYHTCR
COOTBETCTBEHHO KPUTUYECKUMW AaBneHuem #u o6vemom. lNpespawierve rasa s
MUAKOCTL He NPeAyCMOTPeHo ypaBHeHueM KnanelpoHa—MerneneeBa.
NHTepecHuin 3chcpeT 06HapYKMBaeTCA y peanbHbIX Fa3oB NPU UX NPONYCKa-
HUW MOA AaBNEHWeM Yepe3 y3Koe oTBepcTue. TOT, TaK Ha3lbiBaeMbl Apoccenb-
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Puc. 2.5. Moaens, aemMoHcTpupylowan addexT JxoynAa—TomncoHa

addexT unu et dxoyna—TomncoHa, uimoctpupyetcA puc. 2.5. Cnesa ot
AnaparMebl C y3KUM OTBEPCTUEM a3 HaxXoAMTCA NOg AasneHnem P, 1 3aHMMmaeT
obvem V,. Mpoxoan uyepes anagparmy, 3ToT ras 6yaeT MCNbLITLIBATL CONPOTUB-
NeHue 1 PacxoaoBaTh 4acTb cBoen 3Hepruu. [TOCTORHCTBO AaBMEHUA Ha NOPLUEHL
A co3paercAa 6narogapA atomy conpoTtueneHunio’ Mocne sbixoaa n3-3a gnadpar-
Mb| Fa3 MOXeT BbiTh yaAepKaH NopluiHemM 5 Noa NOCTOAHHLIM, HO YXe MeHbLNM
nasrienvem. lpoaasue obvem V| uepe3 anacdparmy, TeM CambiM Mbl Npon3se-
aem paboTty Hag raaom P; V. MNMocne ucredenun vyepes guadparmMy ras coBepumT
paboTy Hag OKpyawuwehd cpeaouw, pasHyio P, V,. JHeprua, pacTpayeHHan Ha
npeoaoneHrHe CONPOTUBNEHUA guagparMbl, MOXKeT BbITb PACCYMTAHA CNEAYIOWMM
o6paszom: W = P, V, — P,V,. Ecnu npouecc nposoauTb aguabatuyecku, To
coBepLIEHUA | ra3om paboTa HyaeT pasHa NOTepe UM YacTWU BHYTpPEHHeR 3Hepruu:
/=—AU.MoatoMy (P, V, — Py V) ==(U, = U,), U +P V, =U, +P, V,.
NocneaHee o6osHauaer, corpacHo (1.11), 4TO 3HTanLNUA peaneHOro rasa
nocne cosepweHnuA paboTbl He uaMenunace: H, = H,, HO U3MeHUNacb BHYTPEH-
HAA 2HEPruA. JTO WU3MEHEeHMe BHYTPEHHEe! 3Heprumu rasa AOMKHO NOoBfeYs 33
coboit nsmeHeHne TemnepaTypbl. M03TOMy peanbHbIN CMbLICH NMeEET CNeayoWan
npoussoaHar (07/0P)y # 0. 3ta Npon3soaHan MOXeT 6biTb BbipaXkeHa Yepes
apyrue gyHKUMK, KoTopble 06neryaoT conocraBneHre peansHoro U MAEaNLHOrO
rasa. Bocnons3yemMcA COOTHOWEHWEM, BbLIBOA KOTOPOro AaH B MPUNOXKEHUW:

(3T/3P) g (3P/BH) 1 (BH/BT)p = —1.
Orciona
Cp (3T/3F)y = —(3H/3P) .

Cp — ‘BefMuMHA, He PaBHaA HYNIO NPW KOHeYHbix TemnepaTypax. CylecTsosanve
atexTa [Mroyna—TomncoHa ceBuaetenscTByeT o Tom, uyto (37/0P)y # O.
CnenoBaTensHO ANA peantHbix ra3os

(3H/0P) . # 0. (2.39)

Conoctasum 3Ty NPOU3BOAHYIO C TAKOW KE NPOU3BOAHON UAEaNbHLIX Ma3os.
N3 (1.5) (0V/dTp = R/P. Ho B cBoo ovepeab R/P = v/T. Nostomy (aV/0T)p =
=v/Tvin we V — T (3V/3T)p = 0. MpUMeHNM K NONYyYeHHOMY BbiPaXeHWI0
ypaBHeHne Makceenna {(1.45); Torga aAnA uaeanbHbIX rasos

V+ T (0S/0P) = 0. (2.40)
[nA cpasHeHWMA NOBeaeHWA peanbHbIX ra3oB C 3aBucumoctelo (2.40) mucnone-

3yemM ypaBHeHue, KOTOpPOe MOIy4aeTCA NpU COBMeCTHOM peweHun (1.30)
v puddeperumanpHoin dopmbi (1.11) :

dH =TdS + VdP. (2.41)

lNpou3BoaHaA 3TOro BLIPaXEHUA NPU NOCTOARHHOW TeMnepaType byAeT BbirnA-
AeTs cneayowmm obpasom:

(3H/3P) .= T(3S/3P); + V. (2.42)
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MNocneaHee BbipakeHMe APUMEHUMO ANA NtOBbIX BeWecTs, a He TONLKO ANA
nmaeanbHbLIX ra3oB: 34eCb He WCMONbL3OBaHO ypaBHeHwe KnanehpoHa—MeHaenee-
8a. CpasHuean (2.42) ¢ (2.40) u (2.39), suaum, 4To MaeanbHbIe U peanbHble
rassl OTAKMaOTCA NpouseoAHbimMu (0H/OP) . Y upeanbHbix Tasos 3rta npouvs-
BOLHAR paBHa HYNIO, a ¥ pPeanbHbIX — OTAUYHA OT HYNA. 3TO NocneaHee CBONCTBO
6bIN10 MCNONBL3IOBAHO KaK yCNOBUE CTaHAAPTU3aLUMUM peanbHbIX rasos.

Y6eamBwucs B CyLLECTBOBaHWN y peanbHbix ralos adbekTa [HkoynA—Tomn-
COHa, HM4Yero Henb3A CKa3aTe O XapakTepe 3aBucumoctu H = f (P). Kak ceuae-
TenbcTayoT dakTbhl [23], atTa 3aBUCMMOCTE MMeeT He HYNEBOE pelleHue Aaxe
Npu HyneBOM AaBnenvn. [NA 3TUX ycnosuit B KOOpAMHaTax H—P nnHuA, cooT-
BeTcTByloWwan cyHkummn H = f (P), nepecevet opaunHaty noa yrnom . 370 aHa-
uuT, yto (0H/0P); =tgB. Y naeantHoro e rasa, BCneacTBue paBeHcTBa § Hynto,
3Ta nMHUA GyaeT MATM napannenbHo ocu abcuncc, He3aBUCMMO OT AaBNEHUA.
Kaxabii peanbHblid ra3, B COOTBETCTBMM CO CBOMMU XMMU4ecKIMU ocobeHHoc-
TAMK npu P =0, gomkeH 6bin 6bl UMeTb CBOIO NPUCYLLYIO TONBKO eMy 3HTanb-
nuio. MNoatomy MOXHO nNpeanonarate, 4TO fnepeceveHWe OCYU OPAVHAT NUHWEN
H=f(P) y kaxporo peanbHoro rada 6yaeT OCYWECTBAEHO Ha Pa3znN4YHOM
YAaneHun oT Havana KoopAUHaT.

OT npeanonaraemoii TOMKW NepeceyeHUA NpPOBeAEM NapannenbHyw ocv abc-
uvcc nunuilo 1 Gyaem yTBep¥Aath, YTO B 3TOW TO4YKe WAEanbHbIA a3 umeet
TaKylo Xe 3HTanbMuio, KaK ¥ ero peanbHbil NpoToTvun. UHbIMKU cnoBamu, npu
A3ABNEHUM, PaBHOM HYMIO, KaXXAOMY peanbHOMY rai3y COOTBETCTEYET CBOW
npoToTun naeansHoro rasza (puc. 2.6). Takoe cornacoBaHve wmeeT ray6Goxun
CMbICM: HECMOTPA Ha TO, 4TO BCe WAeaNnbHbie rasdbl ONMUCLIBAOTCA OAHUM U TEM
xe ypasHeHnem KKnaneipoHa—MeHgeneeBa, abcontoTHbIE 3HTaNLAMKU MX AONKHbLI
6biTb Pa3nuyHLIl, ecnu oHWM OoToBpaXKaloT pasanuuHblie peanbHbie rassl. ITo Nos-
BONAeT OGBLACHUTL TAaK Ha3biBaemblt napapgokc [M66ca o0 cmeweHun ABYX
uAeanbHbIX rasos.

Teneps npou3sefemM COMOCTaBNeHvWe PeansHOrO U COOTBETCTBYIOLLEro eMy
MAeanbHOro ra’os NPU Pasnu4HbIX AaBneHUAx. [NA 3Toro BOCNONbL3YEMCA 3a-
sucumocTsio (2.41) . NponHTerpupyem ee ANA MAEanbHOro rasa, HauMHaA OT
naBneHnA, pasHoro 1 aTm, A0 AaBNEHWA, PaBHOMO HYNO NPY NOCTOAHHOW Temne-
patype. ®YHKUMWM COCTOAHUA NpPU A3BNEHWW, paBHOM Hynio, Byaem oTnuuats

TOYKOW Hali CUMBONOM.
P=0
H"n—H:n= T(Sein — 35) +[  VypdP.
P=1

AHanoru4Hy0 onepauvio BbINONHUM HaA peansHbiM rasom. Ho pacwumpATs
erQ Ha4YHeM OT NPON3BONLHOI O AaBNEHWA A0 AABAEHWURA, PaBHOIO HYNIO.

. » P=°

Houw ~ Hpuw = T(Spu — Spu) + _fP VoudP.

Bbiutem M3 aHaNOrMYHOM 3aBUCUMOCTU MAEANLHOIO ra3da NONyUYeHHoe Bbipaxe-
Hue. an 3TOM YuTem, uYTo naeantHbIn ras ABMAGTCA NPOTOTUNOM peantHoro.

Toraa H, ;= Hpy. . . Peo Po
Hpu — TSpu = H.‘in — TSyn + T{Supg — Spu) +Pf—1 VundP - fP VoudP.

Ha ocHosawuu (1.49) moXHO HanucaTb, 4TO HpH—TSPH=Gp", a Hﬁn -
~TSqun=Gan. Mpoussegem Takylo 3ameHy v OAHOBPEMEHHO NpvGaBiuM W
P=0
OTHUMEM B NPaBON 4aCTU NONYYeHHOTO BbipaweHua [ V, dP:
.. P pF
Gpu = Gup + T{Suz — Spu) ;f_l VundP +J; (Vpu — Vua) dP.
) = 99



Tenepb ycunuM Hawe nepBoHavYansHoe ycnosue u Gyaem yTBepcAaTb, 4TO
B TOYKe, rAe AaBfeHUe PaBHO HYMIO, HE TONbLKO 3HTANLNMA, HO U BCE OCTanbHbIe
CBOWCTBA PeanbHOr0 ¥ COOTBETCTBYIOWIErO eMy WAeanbHOro ras3a CoBNaAaloT.
BcneacTteune 3TOro MoXHo n36aBUTbLCA OT Pa3HOCTU 3HTPonuiA. Toraa

P
Gpu=Gung + RTINP+ [ (Vyu — V,,) dP. (2.43)
0

Puc. 2.6. 3meHeHne 3HTanbNuKn C A3BNEHNEM Y peanbHo-
ro ra3a (7) v ero npeansHoro npotoTuna (2)

P

v

Ouesnano, uto G,y + RTINP = Gy 4. 3Ty 38BUCMMOCTb MOXHO MONY4UTL, UHTEr-
pupys (2.4) U ucnonsayn ypasHeHWe COCTOAHWA uaeanbHoro rasa (1. 5) Ta-
KM obpasom (2 43) nepenuileTCA cneayouiMm obpasom

GPH'= Gux +{) (Vpu — Vyun) dP.

Kaic Buanm, npn nto6oM Npon3BoNbHOM AaBNEHUW peanbHbIA a3 OTNMYaAeTCA
OT CBOEro WAeanbHOro MPOTOTUNA MOMPABOYHLIM YMIEHOM, KOTOPbIM Y4nTbIBa-
eTCA pa3nuuve B noBeaeHun ux o6vemos. XenatensHo 6bino Gbl 3Ty Mepy oOT-
KNOHEHUA OT WAEaNbHOCTU NPeACTaBUTb norapudmuyeckum yneHom. Toraa
sbipaxkenune (2.43) npuobpeno 6wl Gonee komnakTHuIA BUA. C MaTeMaTMyeCKNUX
no3vuunh peaynbTaT UATErpUPOBaHUA MOXKHO NPEACTaBWTL NIOBLIM YUCNOM U, B
YAaCTHOCTH, MOXHO HanNUCaThb:

P
{) (Vpu — Vyg) 0P = RT'n(VP/Vo).

Mpu aaBneHnu, PaBHOM HYNO, peancHbIN U MAEaNbHLIA Ma3 NMeT OAHU U Te e
csonctea. CneposatenbHo, V., — V., =0. Toraa wHterpan no HWxHeMmy
npeaeny 6yanet paseH Hyntwo. UHbIMKW cnoBamu, No HUXHEMY nNpeaeny AOMKHO
yAoBneTBopATbcA ycnosue: ATInvg =0. B Takom cnyvae 3HayeHue Vo paBHO
eavHuue. Moatomy 8 nio6om ananasoHe AaBneHWi

P
S (Vpu = Vyn) dP = RT I,
(1]

rae v = f (P, T). 3ra BenuunHa Takoke 3aBUCMT OT Npvpoasi rasa. Teneps (2.43)
npuobperaeT AOCTaTONHO KOMRAKTHLIN BUA:

Gpu = Gug * RTInPp. (2.44)

MNpousseneHune P v nonyunno HasaHue neryqecm (), a BenuunHa v umenyer-
cAa koadduuneHTom netyyectn: Pv = f

O6bi4HO ypaBHeHue (2.44) 3anncbiBalOT, BbIpaXXar nNpow3isefeHue, CTOALEe
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noAa 3Hakom norapudma uepes netyyecto. [1pu 3ToM UHAEKCHI, onpeaenAomMe
K K3KOMY COCTOAHWIO ra3a OTHOCUTCA CUMBON, ONYCKaOT. 3anucas BobipaXeHve
{2.44) B Haubonee ynotpebutensHon opme, a UMEHHO

G=G°+ARTInf, {2.45)

He Hafo, OAHAKO, 3abbiBaTb, YTO CTaHA3PTHaA 3HepruA MM66ca OTHOCUTCA K He-
KOTOPOMY rMNOTETUYECKOMY COCTOAHWIO, NPU KOTOPOM AaHHLIN pPeanbHbIA raa
BeaeT ceb6A Kak NAeanbHLIA.

CBA3b 3Heprun [m66ca peanbHOro rasa u ero naeanbLHOro NPOTOTUNA MOXHO
npeAcTaBuTL rpacuueckun. [nA 3Toro BLIACHUM OCOB6EHHOCTU hyHKUWOHaNLHOMW
3aBUCMMOCTN Mexay 3Hepruen MmbE6ca u naBneHnem naeansHoro rasa.

W3 npeablaylwlero y»<e U3BeCTHO, YTO ABa Pa3HbiX U30TEPMNYECKUX COCTOR-
HUA WAEanbLHOro ra3a CBA3aHbl CO CBOMMMU AaBNEHUAMU CReayrowmm obpa3om:
G, —G, = ATInP, —RTInP,. Ecnu pa3sunua mexay G, un G; 6eckoHeuHo
mana, To Torna dG = R7d InP. Bocnonb3yemca apyron hopMoir npeacTasneHnA
anddepeHumana HaTypansHoro norapugma v ypasHeduem KnaneitpoHa—MeHpe-
neesa (1.5) nceenem nony4eHHoe BbipaweHue K (2.4) :

(3G/ 3PV = V.

Mpu rpadguyeckoM wn3o6pakeHUM 3Ta NPOM3BOAHAA, NpeacTaBnAlowan coboi
obbem, OTKNaAbIBAETCA Ha Oocu opavHaT. Ha ocu abcumcc oTKNaabiBaeTCA AaB-
neHwe.

DevictBntenbHo, nockonbky, cornacko (1.5), v = RT/P, 1o daxTnieckn
Mbl UMEeM Aeno ¢ hyHKLNOHaNbLHON 3aBUCUMOCTbHD

(3G/9P) ;- = RT/P,

rae ‘NPOM3BOAHAA BbICTYNaeT B KauyecTBe (hyHKUWW, a AaBnNeHue — aprymeHTa.
PaamepHocTb o6veMa — M> unn am® (anTpe1). Ho anepruo Mm66ca npuHATO
BbipaXaTb B AxoynAax. Ecnu npu atom aasneHue GyaeT BbipaeHO B aTMocde-
pax, TO NOABMTCA HENPUBLIYHAA eauHUUA n3MepeHnA obbema: [x/atm. Tem He
MeHee uenecoobBpasHee UCNONbL30BaTk MMEHHO 3Ty eAMHUUY, UMEA B FUAY,
4YTO ee BCErAa MOXXHO NepeBecTU B am®, YMHOXUB Ha ko3ddmuuenT 9,869 « 107°.

PaznennAa nepemeHHble B NONYYEHHOM Bbille BbIPaXXEHWH WM UHTErPUPYA, Mbl
NpMAEM K TakK Ha3lbiBaeMOW nepBoo6pasHON QyHKUUK, 3HAYEHMA KOTOPOW
6yAyT COOTBETCTBOBATbL BENIMYUHE MNIOLWAAN NOA NPON3BOAHON.

WUrak, umeetcA nepsoobpasHan G, — G, = RTIn (P,/P,), omceiBaiowan
nNoWaab NOA NPOU3BOAHON

(3G/3P) ;. = RTIP.

Ha puc. 2.7 1 2.8 paHel rpadmku nepBoo6pasHon v npoussoaHoin. Kak cneayet
M3 HUX, Npn uameHennn aasneHnnA ot 0,2 no 1 atMm o6bem oaHOro MonA naeans-
HOro rasa, Temnepatypa wotoporo 298,16 K, uamenmercAa ot 12395 ao
2478 [Ox/atm (cooTBeTcTBe 1HO oT 122,3 ao 24,5 am®). Nnouwsaas xe, orpawm-
4EHHaR OCblo aBCLUCC U NUHKMEN, 3aaaBaemoil thyHKumei v = (3G/oP) = RT/P,
8 npeaenax ot 0,2 no 1 atm Gyaer pasHa 3989,7 N, kak 310 cneayeT #3 pas-
noctn (G, — G,), B3ATON Ha puc. 2.7. YTo e B TaKOM Cny4ae npeacraBnAer
Kaxaan ua senunH G, u G, ? [InA BbIACHEHWA 3TOro BepHEMCA CHOBA K BbIpa-
weHnio dG = VdP. Mpu naoTepmuyeckom paciumMpeHum rasa, cornacko (1.5),
VdP =—-PdV. Toraa sbiluenpuBeneHHY 33aBUCUMMOCTb MOXXHO Mepenucathb
cneaywowmm obpasom dG = —PdV.

OuesuaHO, naMeHeHne 3Heprum Fnb6ca xapakTepuayer paboTy WsoTepMuyec-
KOrO CXXaTMAR WpeanbHOro rasa, B3ATYI0 ¢ 06paTHbIM 3HakoM. 3aecb ecTb BO3-
MOXHOCTb ewwe pa3 ybeanTscA B TOM, uTo 3aHepruA nb66ca He Bcerpa oTeevaer
MaKcuMmanbHOW nonesHon paborte. Ecnu paboTy no cxatuio rasa Npovu3soavTh
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G, 4w

7 2
- FI 4
40001
Jo00 -
2000} % ¢
1000
I T [4
020% 060871 P amm Puc. 2.9
Puc. 2.7
V,A»c/amm
Puc. 2.7. Ceo6oaHan 3neprnA, Kak MyHKUMUA aasne-
HuA (nepsoo6Bpasnan)
000
7900 Puc. 2.8. O6rvem, Kak dyHkuuAa aasneHnA (npowna-
J000, BOAHAR)
0
1000 Puc. 2.9. Waotepmel upeansHore (7) u peansHoro
L {2) razoe :

8204 06081 P,amm
Puc. 2.8

OT AaBfleHNA, PaBHOro Hyniw, Ao AasneHuA 0,2 aTm, TO BennunHa TaKown paboTbi
oKaxeTCR HeckoHeuHo Bonbuwon. BeckoHeyHo 6onblwon AomkHa GbiTh U paboTa
nNo CaTuto rasa Ao AasneHUA, pasHoro 1 atm. Ho pasHocTe 3TMx paboT Aaer
KOHKpPeTHyto Bennunny — 3989,7 [x. Kak pa3 3ta 0co6eHHOCTb U UCNONb3y-
€TCA Npu cpasHexnn paboTel, BLINOJHEHHOW HaA UAeansbHbIM rasom, u paboTbl,
BbINOMHEHHOW HaA peanbHbLIM ra3om, OT A3BNEHUR, PAaBHOrO Hynio, A0 OAHOTO
M Toro ke AaeBneHvA. Ho novemy >ke TOrAa BO3HWKaeT PadHOCTb, KOTOPan He
pasHa nynw? [leno 3peck B cneaylouwem. [AnA peanbHOro rasa NPou3IBoAHaR

{0G/oP)p = v

He MOeT 6bITb MHTEerpupoBaHa. icnonb3osats ypasHeHue KnaneiipoHa—Menae-
neeeBa ANA peanbHbiX ra30B HeNb3A. TeM He MeHee a Priori MOXKHO CKa3aTb
cneayiollee: TaK Kax peanbHbli ras 0TAWYAETCA OT UALANBHOIO TeM, 4TO COCTONT
¥“3 MOMEKYN, UMeIoWUX peanbHbiii 06beM U B3aMMOASUCTBYIOLLMX MEXAY coboM,
nnowaab noa kpuson V =f (P} y peansHoro rasa, c>xaToro A0 TOro e caMoro
AaABNEHWA, YTO U MAeaNbHLIN a3, GyaeT OTAKMYATLCA OT NMOLWAAN UACANLHOrO rasa
(puc. 2.9) . PasHocTb 3TUX NNOWAaAEA KaK pa3 U NOKa3biBaeT Pa3nuMune B BENUYM-
He Npon3seAeHHON Haf radamu paboTul, Koraa 06a oHKU CxxaTbl 4O OAHOTO U TOrO
we pasneHnA P. JTa pa3HOCTL paBHa Pa3HOCTM 3Hepruni Tubbca peanbHOro
naeanbHoro rasa. flonyctum, 4To oHa onpeaeneHa n o6oaxayeHa yucnom y. Toraa
Gpu — Cyg = V. 3HaueHuA ¥ BoipaXkeHsl B MKOyNAX. Huuto He mewaet aTy
BENWYNHY BbIPa3nuTb APYrum o6pa3om, Hanpumep ¥ = AT Inf, rae AT — nocToAH-
HaA, a f noabupaeTcA Tak, 4To6bi BbipaXKeHWe CNPaBa OT 3HaKa paBeHcTBa Gbino
paBHo y. Ecnn y paspenvTb Ha npoussegexve RT, KOTOpoe ToXe WMeeT pasmep-
HOCTb B AXOYNAX, TO f OKakeTCA 6e3paaMepHON BenuuuHo.- JleTyvects, Takum
06pa3oM, BbICTyNaeT kKak Ko3dhduumenT, onpeaenAowMin oTnnumve pabor paclum-
peHnA peanbHOro m waeansHoro rasos. JleTy4ecTw TONbKO NpMNMCaHa paimep-
HOCTb aTMocdepbl B CBA3WM C TeM, 4TC NPU AaBNEHWWU, PABHOM HYIIO, NEeTy4ecTb
NpUpaBHeHa K NaBNEHUIO.
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O6bivHO ANA HeGONbWMNX AABNEHUA NETYYECTb PAacCYUTLIBAIOT MO YPABHEHUIO
BaH-pep-Baanbca. 310 ypaBHeHne yao6HO B TOM OTHOLIEHWUN, 4TO €ro KOHCTaHTbI
MOryT 6biTh OnpeaeneHbl U3 LaHHbIX, OTHOCAWMXCA K KPUTUYECKUM COCTORAHU-
Am rasos. OaHako ypasHewue BaH-gep-Baanbca, NpMMeHeHHOE K BbICOKUM
AaBNeHWAM, NO3BONRET MONYYNTb TONbKO NPUBNVIKEHHbIe pe3ynbTatel. ’...Ero
OCHOBHOE 3Ha4YeHWe 3aKNK4aeTCA B BO3IMOXHOCTU NPOU3BECTM NpeaBapuTenbHbie
noacYeTbl, KOrAa AOCTYMNHLI MWL HEMHOIVEe AaHHbIE U KOFAa TOYHOCTL NPUHO-
cuTCA B XepTBy yao6etey’” [15, ¢. 231]. Tabn. 2.10 unnocTpupyeT 3Ha4eHUA
NeTy4ecT, BblYMCNEHHbIE NO ypaBHeHuto BaH-aep-Baansca.

PeaynuTaTel, npuBeaeHHbie B Tabn.2.10, He HAMHOTO OTAMYAIOTCA OT NOMYYEH-
HbIX ONbITHBIM nyTem. Mpu 50 aTM 3HaueHWe NeTy4ecTU YrneKucnoro rasa,
paccunTaHHoOe No ypaBHeHuto Ban-pep-Baanbca, Ha 4,6% Bblwe 3kCNepuMeHTaNb-
HO HaMAEHHOro 3Ha4yeHWA. [NA OCTanbHbIX ra3oB 3TV OTKNOHEHWA COCTaBAARKT
npu atom aasnenun 1—1,5% 8 Ty UnNu MHY CTOPOHY. AHanNU3 NUTOMNONO-re0XU-
MMYECKWUX NPOUeccoB, B OTAMuYME OT MeTamopdhUYecKUX W MarmaToreHHblx,
Yalle BCEro OrpaHWYMBAETCA TAaKUMW AABNEHUAMU, ANA KOTOPbIX NeTy4ecTb
MOXeT BbiTb paccsuTaHa no ypasBHeHuio BaH-aep-Baanbca M KOraa TOYHOCTLIO
MOXHO MoXKepTsoBsaTh paay yaobctea. Mpn obWMX AaBNEHUAX CMecu ra3os, He
npesbHUAIOWMX AEGCATKOB aTmocdep, BO MHOTMX CNyyYaAx BNonHe AONYCTUMO
WCnonbL30BaTh YpaBHeHWe naeansHOro rasa.

TepmoanHaMuveckne XapakTepucTMKKU rasos. MonApHbih 06beEM B COOT-
BetcTBun c (2.4) onpepenAeT ckopocTb u3MeHeHUA 3Hepruu [u66ca rasoe
‘© pasneHvweM. 3aKOHOMEPHOCTL W3MEHEHWA CaMoro o6bema OT AaBNeHWA 3apa-
eTCA .0OAHUM W3 YypPaBHEHWW COCTOAHWUA. 3HaHWe NPasun No KUCMONb30BaHWUIO
3TWX 3aKOHOMEPHOCTEW MO3BONAeT paccunTaTe 3Hepruto [MbB6ca peansHoro
ras’a npv pasnvuHbIX AABNEHUWAX B u3oTepMuyeckux ycnosuax. Mo cyuwecrsy
3TMMK Xe NPaBMNaMn onNpeaenAeTCA U XMMUYECKUIA NOTeHUMan rasa, NOCKONbKY
NPpU yMepeHHbIX AaBNEHMAX ra3bl BeayT ceba HesaBucumo. NameHeHue 3Heprumn
Mmb6ca nnn xMMuU4ecKoro NoTeHunana ras3a c TemrnepaTypoin 3aaava CoBEpPLIEHHD
VHOro xapakTepa.

XOTR CTaHAAPTHbLIA XMMUYECKUW MOTEHUWan WNW CTaHpapTHaA 3HepruA [u6-
6ca npeacTaBNAOT BENUYUHLI, OTHOCMMbIE K MAEanbHOMY ra3y, W3meHeHue
MX € TemMnepaTypon pacCuMTbiB3eTCA Yepe3 TeNNnoeMKOCTb PeanbHOro rasa.
Camo uameHeHwe TeNNOEMKOCTH OTpakaeT dm3anveckue oCoBeHHOCTU peanbHOro
BEWeCTBa U He MOXeT ObiTb paccynMTaHO MeToaamMu deHOMEeHONOor M4ecKomn
TEPMOANHAMN K.

- Anr onpeaenennn 3asucumoctn Cp=f (T) noa akcnepumerTaneHsle AdHHbIE NOabupa-
eTCA KaKon-Nu6G0 NONUHOM, YAOBNETBOPAWMA TAKOW TOYHOCTHM, KOTOPaR HaxOAWTCA B
npeaenax MOrpewwHOCTH W3MEePeHUA BCex 3IKcnepumeHTaneHsix Touek. [.Ow. BepHwTedH
(1956), Ucx0AR 13 ONPeAeneHHbIX TeOpPeTHYECKUX COOBPameHWn, NoKalan, uTo Tennoem-
KOCTb ra3oo6pasHbLIX BEWecTB XOPOLlUO YKNaAbIBAETCA B 3IMNUPUYECKYID 33BUCMMOCTb
BupaCp=a +b'T' + T2,

HecmoTpA Ha 37O, C NOMOLWLIO NMPUBEAEGHHOrO YPaBHEHMA HEe YAAETCA COrnacoBaTh Ha-
60p onpeaeneduit TeNNOEMKOCTU NPU PasHbsIX TemMnepaTypax.

B cnpasouwnuke [. Cranna, 3. Bectpama u I, 3unke [37] ucnonsayerca napabonuuec-
Kan pyHkunAa Cp=a +b" " T+ c'T?.
B monorpadwmu P. Kepwa u A. Bancbpoaa [21], a taroke B {30], 3asncumocTs Bripaxena
ypasHeHnem

Cp=a+bT+cT™?. (2.46)
MpeMywecTso 3TOr0 NOCNEAHEro NONUHOMA NO CP3BHEHWIO C OCTaNbHLIMW COCTOWT
BCErO NUWbL 8 TOM, YTO maTemaTuyeckue npeoGpa’oBaHuMA, coBepLUIaeMbie” HAaA HUMWU ANA

BbIYUCNEHVA TEPMOOMHAMUYECKUNX beHKuMﬁ, NPMBOAAT K NPOCTbLIM YpPAaBHEHUAM He Bbilue
BTOpPOro NOpRAKAa NO TeMnepaTtype.

Moka He HaAeHO COBEpPLIEHHOr0 YpPaBHEHWA, KOTOPbIM MOXHO 6bino 6bl
onMcaTe 06BEKTNBHYIO CBA3b Mexay Cp v T. [oaToMy Kaxabii U3 Bbile Npu-
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Ta6nuua 2.10

Monstbie o6vemel, (V, am?), neryuecte (f, aTM) u cooveeTcTBylOUlee e naBneHwe
{atm), paccunTannoe no ypanHennio Ban-pep-Baanvca pna 7 = 298,15 K

a3 v f v f v f

UaeznbHbI - 1 - 10 - 20

ras

Boaopon 24,4807 1,0007 2,4632 10,0685 1,2402 20,2765
AproH 24,4447 0,9989 2,4240 9,9082 1,2010 19,6367
AaoT 24,4477 0,9993 2,4304 9,9339 1,2078 19,7408
Kucnopoa 24,4403 0,9990 2,4228 9,9035 1,1998 19,6176
Yrnekucnein 24,3591 0,9957 2,3378 9,56737 1,1098 18,2986

ras

Tabnuua 2.1
Tepmonunnamuueckne CBOMCTBA HOKOTOPbLIX ra3os npu 7 = 298,15 K

aG6° ] aH"® s° co
a3
Dw/mMone Ondmone o K’
T T

o, 0 (o} 205,029 29,427
H, 0 0 130,574 28,839
He 0 0 126,039 20,786
Ne 0 0 146,214 20,786
Ar 0 0 154,733 20,786
Kr 0 0 163,971 20,786
Xe 0 o 169,573 20,786
N, 0 0 191,489 29,121
Cco, -394 300 —393 505 213,669 37,112
H,O —228 589 —241 814 188,724 33,577
H,0 () —237 191 —285 830 69,948 75,299

BeAEHHbIX MONMMHOMOB CNeAYeT PaccMaTpuBaTb KaK MHTEPnonupylowyo yHk-
umio. PykoBoACTBYACL TEM, 4TO NIMTONOFO-re0XMMUYECKUE NPOLECCbI NPOTE KT
B 06nacTv TemnepaTyp, Or PaHUYEHHbIX XXUAKUM COCTOAHUEM BOflbl, Mbl BKANIO-
wnu 8 T1abn. 2.11 AaaHHble, KOTOPbIE AOJIKHbI COrNacoBbLIBAaTLCA B 3TUX Npeae-
nax C 3KCNEPUMEHTOM.

Pacteopumocts Boasl B atmoctepe. PaccmaTpusasiumecA R0 cUX NOP yCno-
BUA pPAaBHOBECUAR KOMFOHEHTOB OrpPaHW4YMBaNUCb CUCTEMOW, NPeACTaBNEHHOW
oaHon dchason. Ucnapenne BoAbl B aTMocdepy U PpaBHOBECHOE yAepXXaHue BOAb!
B aTMocdepe OTHOCUTCA K 06nacTu reTeporeHHOro pasHosecuA. Teneps cucTeMa
6yaetr cocToATh 13 ABYX a3 — XUAKOW M ra3oobpasHon. OB6uyio 3Hepruio
Mm66ca Takon cuctemMbl 0603HaYum cumeonom G, obwmin obvem V' u obuwyto
anTponmio S. Takum o6pasom, 3HaveHUA yHkumn G, V n S oTHOCATEA KO BCeit
CACTEME, BKIIOYAR XUAKYIO U ra3oobpa3Hyto asy. Ncnonb3iyA M3BECTHbIR Yxke
cnocob pacyeta uameHeHUA 3IHeprum nB66Ca OTKPLITON CUCTEMbI, NPEACTaBUM
aTy 3Hepruio Kak yHKUMIO YeTbipex nepemMeHHbix G =7 (T, P, n:':, n;), rae
n: — KONMYECTBO MoNneh KOMNOHeHTa A, coCTaBnAlLWMX *uAKY daay,
7] n; — KONMYECTBO MONEi 3TOro >Xe KOMMNOHeHTa B rasoobpasHon case. Name-
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a, B 103
v f v f v f am’.arm| am’
MONE | "MOTb
- 30 - 40 - 50 - -
08326 30,6274 0,6289 31,1251 0,5068 51,7736 0,2453 26,6446
0,7936 29,1909 0,5900 38,5768 0,4681 47,8003 1,3373 32,0090
0,8007 29,4290 0,5975 39,0071 0,4759 48,4857 1,3526 38,7955
0,7923 29,1477 0,6887 38,4995 0,4667 47,6796 1,371 31,6618

0,6962 26,1746 0,4849 33,1906 0,35218 39,3162 36065 42,8131

Cp=a+bT+cT?
UcTouHnk
a bo10° co10®
26,870 7,058 40,309 [31], [59]
27,878 2,293 24,481 37}, (59]
20,786 [41], [47], [58]
20,786 [40], 141], [59]
20,786 [40], [41], [59]
20,786 - [40], 141], [59]
20,786 [40], [41], [59]
25,493 7,075 135,030 [37], [59]
40,698 14,267 —697,054 [37], [59]
815,503 —1544,139 —28582,996 {40], [37], [59]
45,505 62,940 980,102 [22], (59]

HeHVe Ka)XKAOr0 M3 3TUX NapaMeTpoB 06YCnosnWBaeT naMeHeHue aHeprm MM66-
€a cUCTeMbl, TaK 4TO

. dG=(3G/d7) _ _ dT+(3G/oP) . _dP+
P,nA,nA T,nA,nA
+ (0G/on™) dn™ + (9G/on" ) dan® .
Arop Al A A'r b, s A

3T1a 3aBUCMMOCTb nerko npeobpasyeTcA B ypaBHeHWe, aHanorv4Hoe (2.22),‘
C TOW NUWb pPasHULen, YTO B 06WLM 06beM BXOANT KakK 06bem XUAKOCTHU, Tak
U o6bem rasa, a 8 oBulyl0 IHTPONUID — 3HTPONUA XUAKOCTU NNKC IHTPONUS
rasa. XvmuuecKue noTeHuManbl XapaKTePU3YIOT OAMH U TOT >Ke KOMMOHEHT,
HO B pa3Hbix dhasax.

dG= —-SdT+ VdP+ u:‘dn’: + y; anj .
1) 3apaaMM yCnoBUA TEPMUYECKOTO W MEXaHU4YeCKOrO0 PaBHOBECHMA Mexay
tazamu. Torna —SdT=0, VdP =0.
2) 3akpoem cuctemy. B peaynbTate nepexos Kakoro- 0 KONM4ecTsa KOMNo-
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HeHTa A MOXeT 6biTb OCYLWECTBNEH TONLKO M3 0AHOW (ha3bl B APYrYyH0 U HUKYA3
3a npepensl cucTembl. JTO 3HAWMT, 4TO B cucTeme N7y + N, = const, NoaTomy
dn’y = —dnj.

3) Hainaem muHuMym 3Heprum Mu66ca, uTo DyneT COOTBETCTBOBATL YCNOBUIO
pasHosecuA. OAHMM W3 yCROBWUA MWUHUMYMa ABNAETCA TO, YTO NPOW3BOAHAA
no 3aBUCMMOMY COCTaBNAKLWEMY — KOMMOHEHTY ByaeT paBHa Hynto

(0G/on’) r)=u’:—u;=0.

A

Kak u B 0aHOa3HON cucTeme, COCTORHVE PABHOBECUA ONPEAENNTCA PaBeHCT-
BOM XMMWYECKWX NOTEHUMANOB KoMnoHenTa. Ho 34eck 3T noTeHuuansi B OT-
nuyne ot (2.21) OTHOCATCA K pa3Hbim hazamM. XUMUYECKMA NoTeHuWan 4. Ton
YUAKOCTU BOAbI paBeH CBOG0AHON 3HEPruvu OAHOTO MONA YUCTON MUAKOW BOASL.
Xumuuecknin noTeHuman razoobpasHon soabl Byaer onpeaenATbcA NMBO Bbipa-
weHuem (2.17), nubo (2.45), ecnu razoobpazHan BoAa OTANYEETCA B CBOEM
noseAeHUU OT MAeanbHOro rasa. Tak uau nHave, ANA YCNOBUA PaBHOBECUR

”11-1 o = Hy ,07 "‘?iro+RTI"PH o~ Hio
u"’_l"o aHeprnA N'mb6ca oaHoro monA HMCTOM BOAbl B COCTOAHUWU WUAEaNLHOro
rasa npu AaBneHuu, paBHoMm 1 atm; uH o — 3HepruA 'mb6ca oaHoro monA
YNCTON HMAKOW BOALI TOXKE NPWU AABNEHWN 1 aTMm; PH o — NapunansHoe aasne-
Hwe 804abl B rasoobpasHon daze. Mpu obwem fasnenuu, pasHom 1 aTtm, nap-

uvanbHoe AaBneHne B80AbI B COCTaBe ra3oB MOXXHO BLINUCAUTL NO d)opMyne,
BbITEKAOLEN U3 NONYYEHHOr O Bbile ypaeHeHWnA,

NPy, o=~y o — Ul ™,)/AT. (2.47)

CnpaBa OT 3HaKa paBeHCTBA CTOAT TabynupoBaHHbie BenuunHbl. MNpu NOCTOAH-
HOM 06u(emM aaBneHnn, pasHoM 1 aTM M NOCTOAHHON TemnepaType, pasHon 25° C,
napumansHoe paBneHue BOoAbl OKAXETCA NOCTORHHLIM u GyaeT pasHo 0,031 atm.

Teneps Heo6x0AMMO Pa3’o6paTbCA € HEKOTOPLIMU AeTanAMU, KOTOpbie MOryT
BbI3BaTb YAMBNEHWE NPU NEPEHOCE U3NOXEHHON CXeMb! Ha NPUPOAHLIE YCNOBHUA.
31w petanu cneayouwme.

1. MpumeHeHe BTCPOro 3aKOHa TEPMOANHAMUKW, AENCTBUTENLHO TONbKO
anA wn3onupoBaHHOW cucTemsbl. [lpuM aHanuse, NPOM3BOAMMOM C MOMOLLLIO
13063pHO-U30TEPMUUECKOrO UNN XMMUYECKOro f10TeHunana, obveKT, Ha KOTO-
PbIA 3TOT aHanu3 pPacnpPOCTPaHAETCA U KOTOPbIA NpeAcTaBnAeT cobCTBeHHO
cncTeMy, AOMKEH uiTbh 3aKPbITbIM, @ CaMa OKPYXaKWaA Cpeaa M30NMPoBaHa
OT ocTaneHOro mMmpa. B npupoane Mbl BCcTpevaeMcA C aTMOCHEPOA U OKEaHoM,
armocdepoi U o03epom, atmocdiepon u pekoin. Ta e atmocepa MOXeT KOHTaK-
TMpoBaTe C 6e3BOAHON NycTbiHek. KakK cCOBMeCTUTb pasHoobpasve NPUPOAHbIX
YCNOBWA C 3aKPbITOW CUCTEMOM?

2. CTaHaapTHble XMMUYeCKWe nNOoTeHUWanbl, NO KOTOPbIM PacCYATLIBANOCH
napumanbHoe Aaenenve Boabl, pasHoe 0,031 atm, oTHocATcA K 1 atm, a Tak
KaK cucTemMa COCTOANA TONLKO M3 BCAbl B8 ABYX (ba3ax, To obuiee aAasneHue 8
TaKol cucteme MoXxXHO 6bino cosnath He Gonee 0,031 aTm.

Bofipocbl paspewatotcA cneayrowmm obpasom. [peactaBum umnuHap, Ha AHO
KOTOpOro Hanuta soaa. Haa BoAOW HaxOAUTCA a30SeIN PacTBOP TaKoOro CocTa-
83, KOTOpbIt NpuseseH B Tabn. 2.6. UvnuHap nomelleH Ha ypoBeHb MOpPA #
OrpaHn4eHr CBepxXy NOABWXHLIM MOPpWHeM, ABurarowmmcA 6e3 TpewuA. Bcea
CUCTEM3 HaxXOAUTCA B OKPY’Kawuwien cpepe, He OOMEHMBAIOLWENCA HA MOMEHT
ONbLITa aHepruen ¢ ocTanbHbIM MUpom. O6uwan 3HeprmuAa Mm66ca TaKoﬁ 33aKPLITOW
CUCTEeMbl OnpeaenuTCcA 3asucumocTely G =f (T, P, "H o H 0,Zn) rae

Zn,- — BCe OocTanbHble ra3sl Haf BOAOK 3a MCKﬂl’O"lEHMEM raaoozﬁpa:mou BOAbI.

T, P, (nr +n
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3ananvMm ycnoBWA, 4TO HUW OAWH U3 ra3oB He CMmelmBaeTcA ¢ BoAon. O6Gmex
Mexay hazamu MOMET NPOMCXOANTL TONbKO KOMNOHeHToM H, 0. UameHenve
aHeprum Mn66ca Toraa OKaeTCR paBHLIM

x r r r r
dG = -SdT+ VdP + ”H,O dn’l"_llo+ quo dnH,O + Zu’.dn,..

Tak Kak cuctema 3akpsiTa U o6meHnBaTbCA Mexay (hazamMu MOXKeT TONbKO

BOAa3, TO Zul.rdnir = 0. OcransHoe peweHne NPOBOAUTCA MO YXKe PAacCMOTPEHHOW
cxeme.
" Obwee paBneHMe B CMCTEMe YpPaBHOBEWMWBAETCA BHEWHUM AABNEHUEM W
OCTaeTCA pasHbiM 1 aTMm. B 3TOW 33KPLITOA CUCTEME MUAKAA BOAA HAYHET wuc-
napATbeA. fpouecc ucnapeHuA GyneT ANUTLCA A0 TeX NOP, NOKa napuuansHoe
AaBfneHWe BOAbl B ra3oobpasHon dase He AOCTUNHET NOCTORHHOW BENUYWHBI.
Ecnu temnepatypa nposeaeHuA onbiTa bbina 25°C, 70 3T0 napumMansHoe Aaene-
Hue okaweTcA pasHbiM 0,031 atm. Tak Kak nopweHn Moxketr csoboaHo nepe-
MewatscA, obulee AaBneHne OCTaHETCA paBHbIM 1 aTm.

B Taxom cnyuae MorsibHaR AoNA ra3oo6pasHoi Boawl coctaesut 0.031. Ha ponio
OoCTanbHbIX KOMNoHeHToB 6yaeT npuxoantecA 1-0,031 = 0,969 monbHBIX Ao-
neit. B Takom cnyvae napunanbHble AaBNEHWA OCTanbHbIX a3oB avMocdepsi
HECKONbKO WM3MEHATCA W NPOUEHTHbIE UX COAEPXKAHWA B BO3AYXE CTaHYT UHbI-
M. XUMUYECKUI cOCTaB aTmocdepbi, NpUBeAeHHbIW B Tabn. 2.6, OTHocuTCA
K CYXOMY BO3AYXY. Boaayx, HaxoaAwmicA B KOHTaKTe C Bopow, npu 100%
- OTHOCWTEALHON BRa¥HOCTM W Temnepatype 25°C 6yaeT wmeTb cneayroumi
cocTas B 06beMHbIX NPOUEHTaxX:

N, —75,69; 0O, —20,30; Ar—090; H,0-31.

Bea 3emna BmecTe ¢ rasoson 060n0YKOK NPEACTaBNAET Of/HY 3aKPLITYIO
cucteMy. B Takoi 3akpbiTO cucTeme MPOTeKaldT NPOLUECChl, HanpaBneHHsle B
CTOPOHY PABHOBECHOTO COCTOAHWA. 3TO PAaBHOBECHOE COCTOAHWE PacCYnTbiBaeT-
CA C NOMOWbI TEePMOAMHAMUYECKOro MeTOAa, OCHOBAHHOrO Ha ABYX NOCTyna-
Tax. [Mo3TOMy WCTUHHOEe coAep)xaHWe NapoB BoAb! B aTMocdiepe NO3BONAET
onpegenuTb HanpaBneHWe NPOLECCA, KOTOPbLIA HE 33BUCUT OT TOrO, HaxXOAWUTCA
BO3AYX B KOHTaKTe C BOAOW UK HeT. Ecnu okaeTcA, 4TO BO3AYX NepecsluleH
napamu BOAbl, HaCTYNNT WX KOHAEGHCAUMA U OHW N3ONLIOTCA ocaakamu. Ecnu ke
HEAOHACLIWEHHbIM MNapamMy BOAb!l BO3AYX OMbIBaET CylWy, AaXe JIULIEHHYIO
BOAHbIX GaccerHoOB, TO M3 MOYBLI 3TON cywwn ByneT NPONCXOAUTL NHTEHCMBHOE
ucnapenve snarn. Takum 06pazom, HECMOTPA Ha TO, 4TO CTeNeHb HaCbiWEHWUA
BO34yXa NapamMu BOAbl OMWUCLIBAETCA 3aKOHaMK, NPUMEHUMbLIMU TOMLKO K
3aKpbLITLIM CUCTEMAM, CREACTBMA TaKOro OMMCaHUA coBeplieHHO 6e3 aononHu-
TeNbHbIX HAaTAXKEK U OrOBOPOK MOXHO NPUMEHUTh K PeanbHbIM : NPOUEeccaMm.

Mpu oaHOM 1 ToM e obuieM aasneHnM PaBHOBECHOE NapLWanbHOe faBneHue
napos B80Akl B. aTMOCKhepe CUNbHO 3aBUCUT OT TemnepaTypbl. [nNA BbIRCHEHWA
3TON 33aBACMMOCTW npeAcTasuM ypasHenne (2.47) B cneaylowem swuge:
—RInPH o uH 0/T u‘:_l /T. Bynem wvckaTh W3MeHeHME NapuManbHOro
naaneuun raaoo6pa3uom BOAbI C TemMnepaTypon:

3InPy o [a(uHr /T) 3 (W™ /T)
"’*( ) P ?]P‘

PaCCMOTpMM KaKVIO-HMGYAb 13 NPOVM3BOAHLIX, CTORWMX CMPaBa OT 3HaKa paseH-
ctea. CornacHo o6wmMm npasunam And)d:epenunpoaaﬂun,

(au® /aT) 7T—u®
(—) [ ] daT.
T2 P

Tax kak (8u°/8T)p = —S°, 10 [8 (W°/ T/ BT] p = (s°T + u°)/ T2, 107



Ta6nwua 212
AaBnexve napos BoAabl B aTMocdepe, kKak PyHKUMA TemMNepaTypbl

t . T InP P, atm T
0 273,15 -5,1185 5,9848 - 10°° 3,661 - 10°2
10 283,15 —4,4185 12,0521 - 1073 3532 +10°?
20 293,15 -3,7741 22,9580« 107 3411107
25 298,15 —3,4705 31,1014 ¢ 10°? 3,352 0 10°?
30 303,15 —-3,1783 41,6557 - 10°2 3209 - 10~
40 33,15 —2,6255 72,4000 = 102 3193 10°
50 323,15 -2,1111 12,1100 107 3,004-10°°
60 333,15 —-1,6313 19,5684 - 102 3002010
70 343,15 -1,1827 30,6453 - 10°? 2914010
80 353,15 —-0,7628 46,6376 - 1072 2,832 .10
90 363,15 —0,3692 69,1269 - 1077 2,754 0 10°3
100 373,15 —0,000 1,0000 2,680 0107

HanoMHUM, 4TO HAACTPOYHBLIN KPYXOK UMmeeT ABOAKOE 3HayeHne. Bo-nepesbix,
OH OnpeaenAeT CcTaHAApPTHOE AaBneHwe, T.e. AaBnenwe, paBHoe 1 atm. Bo-BTo-
PbIX, NOKa3bIBAET, YTO AAHHAA BENVWYWHA OTHOCUTCA K YMCTOMY BelLecTsy.
M~ — 370, no cyuwecrBy, 3HepruA [n66ca o0AHOro MONA YACTOTO BEWECTBa B
CTaHAapTHbIX ycnosuAx. K BbipaxeHWto, cToAWeMyY B yucnutene aApobu cnpasa
OT 3HaKa paseHCTBa, MOXHO npumenuTs (1.49). Torna R{AInPy o/07)p =
= (HOT . — HOX )/-,-2 2

H,0 H,O '
InP 1 T AH°
§ dInP, = —
H,0

0 2 R 37315 T?
° .
AH” — cKpbITaA TenNnoTa UcnapeHnA OAHOTO MOMA BOAbl. ITa BENU4YMHA 3aBUCK-

Ma OT TemnepaTypsl. WM3meHeHve 3HTanbMMn C TemnepaTypoil ONpeAenneTcA
ypasHenuem (1.16), B paHHOM cnyuyae, KOraa y4vacTsyeT pasHOCTb 3HTanbnuii

(34H/3T)p = ACp. (2.49)

TennoeMKoCTbL TOXXe U3MEHAETCA C TeMNepaTypoir. XapaKTep TaKoro uamene-
HWA aNNPOKCUMUPYETCA NONMHOMOM Tuna (2.46) . Bocnonb3osaBLWMWCHL AaHHbIMM
w3 1abn. (2.11) maxoaum AC, = 769,998 — 1607,07 + 107> T — 29563,098 -
~10° T72 MoAcTaBuM MONy4eHHOe 3HaYeHWe PasHOCTU TennoemkocTu B (2.49),
pasaenvm nepemeHHble U NPOUHTEr pupyem oT Temnepatypsl 298,15 K ao npous-
BonbHOW. B pe3synsTate nonvyaem AH = —213285,240 + 769,998 7 — 803,637 *
+ 1072 7% +29563,098 + 10° T"'. Wcnons3osaHue 310 3aBUCMMOCTH B NOABIH-
TerpanbHom BoipaeHun (2.48) npuBoaMT K cneayowen dyHKUUN 3aBUCM MOCTH
NapunanbHOro AaBNEHWA OT TeMnepaTypbl:

In Py o = —568,356 +92,611 In T + 25652,76/T — 96,645 * 107> T —

—~1777,842 - 10° T2,

Pe3ynbTaTbl, paccuuTaHHble No 3toh dopmyne, npeactaBneHsl B Tabn. 2.12.

HecMOTPA Ha CNoXHbIN BUA NONyYeHHOW yHKUMW, rpadmK, NOCTPOEHHLIW B
KoopauHatax 1/7 — InP, pacT oyt npAmyto nuHuio. O TOM, 4TO 3Ta NUHUA

6nu3Ka K NPAMOR, CBUAETENLCTBYET KO3thdmUMEeHT NUHENHOW KoppenAuMK, no-
Ny4YeHHBIW NpU cTaTUcTMYeckon obpaboTke 3aTx AaHHbIX. [ANA ypaBHeHWA BUAa

InP=—A/T + 8B, (2.50)

KO3(EMUNEHT NUHERHON KoppenAumK pased — 0,9999. KoaddmunenTtol A n 8
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daT. (2.48)



cooTBeTCTBEHHO GyayT paeHbl — 5213,083 u 14,0012. Oka3niBaercA, 4vo 370
TOXe TePMOAMHAMUYECKOE YPaBHeHUe, XOPOWo BOCNPOU3IBOLALLEE IKCNEPUMEH-
TanbHble AaHHbIE Ha CPaBHWUTENbHO HEeBONLLWOM OTpe3Ke Temnepatyp. AnA o6oc-
HOBaHWA 3TOr0 BO3BPAaTUMCA K ypasHeHWo (2.47) u npeAcTaBUM XUMHWYECKUE
noTeHuuansl, BXOAAWME B 3TO YpaBHeHUe, Yepe3 Apyrue NapamMeTpbl Ha OCHOBa-
Hun (1.49) :

—RInP = (H®T =TSN /T - (H*™ - TS®*)/T;
InP=—AH°/RT + AS°/R. (2.51)

CpaBHMM nonyveHHoe Bbipawenwe ¢ (2.50) . Ouesnavo A =AH°/Rn B =
=AS°/R. AaHHble, NnpuBeaeHHble B Tabn. 2,12, Aal0T cneayoWwmMe 3HAYEHUR 3TUX
napameTpos: A = —5294 n B=14,286.CpaBH1Ban 3TU M PaCCYNTaHHbIE 3HAYEHWA
A 1 B, nonyuyeHHble MeTOAOM PErpeccCUOHHOrO aHanu3a, MOXKHO OTMETUTbL NX
YAOBNETBOPUTENbHYID CXOAUMOCTbL. JTa CXOAMMOCTbL NPOUCTEKaeT OT TOro, 4To
M3MEHEeHUA TENNOEMKOCTE C TeMNepaTypour Yy WAKOW M razoobpasHoi BoAbt
fPONCXOAAT NPUMeEPHO OAVHaKoBO. [103TOMy pa3HOCTK 3HTanbMMKW U IHTPONUK
NpW pasHbIX TeMnepaTypax UCMbITLIBAOT Mafible 3MeHEHUA.,

MpevmMyuwecTBo UCNONb30BaHUA ypasHeHnA (2.51) oveBMAHO: OYEHb NPOCTbIe
onepaunu NPUBOAAT K pe3ynsTaTy, B HAASKHOCTU He yCTynalouemMy ToMy, KOTo-
Pbiit NONY4aeTCA NYTEM COMAHbLIX MaTeMaTUYECKUX BbIYUCNEHNIA.

Bce paccmOTpeHHble ypaBHEeHMA NPWBOAAT K BbIBOAY, YTO C NOBbIWEHUEM
TemMnepaTypbl YBENU4MBAETCA TPaHCNOPTUPYIOLWAA crioco6HOCTL BOALI aTMocde-
poii. BpAA nu okaxeTcA CNMWKOM CMEefibiM yTBEPXXAeHUe, YTO MHOorMe uccneno-
BaTenu, ONWCLIBAA YCNOBWA (POPMMPOBAHUA 3BaNOPUTOBLIX TOJMLL, OMMPAIOTCA
MMEHHO Ha 3Ty ocCobBeHHOCTb TpaHCNOPTUPYIOLWENn cnocobHocTn artmocdeps!.
OTtciona nenaeTcA NOrUYECKWA BbIBOA, COFNacHO KOTOPOMY WCMNapeHWe ycunw-
BaeTCA C NOBbIWEHNEM TeMnepaTypbl BO3AyXa M 3BaNOPUTOBbLIE TONWM 0BA3aHbI
CBOMM MPONCXOMACHNEM KAPKOMY KAUMary.

Ycnoaun nepeHoca Bnaru atmocdgepoit. HecMOTpA Ha To, 4TO BbLIBOA Npeabl-
Aywero pa3jenia caenaH Ha TOYHOM 3asucumocTtn (2.51), ocHoBaHWiA cunTaTs ero
npasunbHbIM, yBbl, HeT. C NoBbiWEHWEM TeMnepaTypbi, B BO3AyXe yBennuuBa-
eTCA coAaep><aHve napos, a He ucnapexve. OKasbIBaeTCA 4TO ANA CO3AaHUA YC-
nosuit, cnoco6eTBYOWMX 3aconoHeHuto 6GacceiiHa, abconoTHOE copeprkaHwe
napos B BO3AyXe He urpaer 3ameTHou ponun. Heo6xoaMmo nHTeHCMBHOe ncnape-
Hue. CuTyaumio e yCUNEHHOrO0 WCMAapeHUA MOXHO TeopeTUYeCKu Co3Aath B
MoObIX KNMMATUYECKUX 30HaxX, ANA 4Yero HeoGXOAWMO BLINONHEHWE OAHOrO U3
ycnoBun.

1. Temnepatypa 6accefiHa AomMkHA GbITb BbiWe TeMNepaTypbl OKPYXatollen
atmocdepbl. Mpyu 3IToM OKpPY>KaOWMI BO3AYX MOXET U He BbiTb CyXxum.

2. Mpn paBeHCcTBe TemMnepatyp BOAbl U aTMocdepsl yepe3 BacceAH aonixeH
NPOXOAUTL NOTOK CYXOro BO3AyXa.

PaccmMoTpvM nepsylo npeanockinky. Bcem uapecTHo ABNeHue ‘'3anoTeBaHUA’’
XONOAHOTO NPeAMETa, BHECEHHOr0 B Tennoe nomeuleHue. CBAR3aHO 3TO ABNEHWe
C Tem, 4TO Tennbii Bo3ayx B cootBeTcTBUKM ¢ (2.50) umeer Gonbuwee nasneHune
napos B8OAbI N0 CPaBHEHUIO C XONOAHLIM. Ha KOHTaKTe ¢ XONOAHbIM NpeaMeTOM
BO3AYX OXNaxAaaeTcA v cbBpacbiBaeT NUWHIOK Bnary. AHanorMyHan KapTuHa
6yner uMeTb MeCTO NPU KOHTaKTe Tennoro Bo3AyXa C NOBEPXHOCTbIO XONOAHOM
BoAbl GacceiHa. [lae ecnu BO3AYX OTHOCUTENLHO CyXOH, TaKOW KOHTaKT He
TONLKO He NpUBeAeT K UCnapeHuio, Ho HaobopoT, noBneyeT K abcopbuuu napos
BOAb! M3 BO3AYXa B HacceitH.

CoBcem vHaue 6ydeT BbIrNALeTb NPOLUECC, eCNKW TemnepaTypa BoAbl HaccenHa
OKaXeTCA Bbile TeMNepaTypsl OKpyxawuien atMocdepsl. Ha KoHTakTe ¢ Takon

BOAOW BO3AYX HaYyHeT Pa3orpeBaThCA W AOHACHbILWATHLCA Mapamu BOALI MO nora-
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pudpmuueckon 3asmcnmoctu (2.50) . PaaorpeTsifi Bo3ayX CO323CT BePTUKaANbHLINA
NOTOK, HanNpPasnNeHHbIN Beepx. Ha MeCTO Pa3orpeToro BO3AYXa HavHy™ NocTynate
HOBbIE NOPUMK XONIOAHOTO, KOTOPble, Pa3orpeBanch, 3axBaTAT HOBble NOPUNK
BOAAHOTO napa. Tak co34afyTCA YCNOBUA HenpepbiBHOro ucnapeHuA. Cuna sep-
TUKaNbHOrO ABWXEHUA BO3AyXa OnpeaenmeTcA 2aKoHOM Apxumepa. Mebr yxe
NPUMEHANK YaCTHLIA CAYy4ail 3TOro 3aKoHa NPy onpeAeneHun n3MeHeHUA ceoboa-
HOW 3HEepruu rasa, ABVMXXYUIErOCA 8 rpaBuTauMoHHOM none 3emnu. Buitanku-
BalowWad Tennblii BO3AYX CMMa MPONOPUMOHanbHa PasHOCTM NNOTHOCTen: F =
= {fon — Premn) 9- VICXODA 13 3TOW cCUAbI, MOXHO MNOCYUTaTb YCKOpeHwe,
KoTOopoe npuobpeTaeT ABUralWMWACA Tennelid 8o3ayX. CornacHo BTOpPoMy 3aKo-
HY HblTON3 8 = F/pronn = (Pyon ~ Prenn) 9/Prenn- Hanomuum, uto p = Mg/ v,

Pxon/Txon - P‘renn/Trenn )
g.

al/v =P/RT.OTkyna g= (
_ Prenn/Trenn

MNpu noabveme Tennoro BO3ayXa BBEpPX CPEAU OKPYXaloWEeW ero Macchi
XONOAHOTO B03AYyXa [aBNeHWe B NOTOKE He OTNIMMAEeTCA OT OKPYXKaowero
AasneHnA-8 3ToM paioHe. MNoatomy a = [ (Trenn — Txon) /Txonl 9-

Wrak, ecnu BO3ayX y NOBEPXHOCTU BOAb! MOBLICUT CBOK TeMmnepaTypy B
CPaBHEHWU C OKPYXAOLMM, OH OKaXeTCA 6onee Nerknm U Ha4yHeT YCTPeMNATLCA
B8epTMKanbLHO BBEPX C YCKOPEHMEM, NPOMOPUMOHanbHLIM PAa3HOCTU TemnepaTtyp.
A Tak Kak npu noAbemMe BO3AYLWHOW MacCbl AasneHve B Heir Gyaer napate B
cooTsetrcTeun ¢ Gapometpudeckoin dopmynont (2.33), 3Ta BO3AywWHaA macca
HauyHeT ysenuuuBaTb cBol obvem. [lpn 3TOM Tennoo6GMeH C OKPYXaloWUMKU
CNOAMU OKAa3bIBAETCA HEIHAYUTENLHLIM U PaCLIMPEHUE MOAbIMAOLErocA BO3AY-
xa nponcxoauT aamabatuuecku. Kak ye naBecTHO U3 NepBoit YacTu, Temnepary-
pa TaKoro BO3AyXa HaYHeT MOHVIKATbCA. Aauabatuueckuin TemnepaTypHbIv
rpagveHT, KOTOPbLIA NO3BONAET OUEHWTL CKOPOCTh U3MEHEHWA TemnepaTypbl
NOALIMAIOWEACA BO3AYWHOM MacChl C BbICOTOW, MOMET BbiTh AOCTATOMHO NETKO
BbIYUCNEH.

MepBbIA -3aKOH TEPMOAWHAMUKU MPUMEHATENBHO K rPaBUTaUMOHHHOMY
nonw, Kak yxe 6biN0 NOKa3aHo, 3aMCbIBaeTCA crieaylowmm obpasom: 6§Q =
=dU+ PdV —mgdh. Qnn apnabatnyeckoro npouecca 5Q = 0. TorpadU + PdV =
=mgdh. C neBo¥ CTOPOHbI 3HaKa PaBeHCTBa CTOMT AuddepeHunan dHTanbNUu
NpPY yCNoBUWA NOCTORHCTBA AaeneHuA. Ncnonsb3syA (2.12), MOXKHO NpUATH K 3aBK-
cumoctu {1.16): (0H/03T)p = Cp. B peaynbTaTe MOXHO 3armcaThb

CpdT = mgdh; (0T/3h), = mg/ Cp. (2.52)

MNpu HapacTaHUK BLICOTHI ¥ BCREACTBUE 3TOMO MOHUXKEHUA TeMnepaTypbl MacChi
Bo3ayxa, pennuuHa (97/ ah)Q BOMKHA UMETb OTpULaTeneHsln 3Hak. CooTHecem
BLID@XEHWE K OAHOMY MONIO BO3AyXa u cornacyem 3Haku d7/dh =Mgg/Cp=
=_0,00993 K/m.

310 3HaUMT, 4TO NPU NOABEME BO3AYX3 HA KaxAble 100 m ero Temnepatypa
AOMKHa NOHWKATLCA NpuMepHo Ha 1°C. ATa BENMYUHA MMEHYeTCA Cyxoaanaba-
TUYECKUM rpagneHToM. [paaneHT y NoAbiMaloLWerocs Bo3ayxa, B COCTag KoTo-
POro 8XOAAT Napsi Bodbl, HWxe. 3aeck obuiee ypasHeHue HEOBX0AMMO NDeACTaB-
nATL Tak: 5Q = dH — VdP + AH dX, rae AH® — cKpbiTaA MoneHaA TennoTa
UcnapeHuA, BbIAENAIOWAACA NMPY KOHAEHCAUMW BOAAHOIO Mapa W TeM CaMbiM
NOrallalolLan CHWKEHNE Temnepatypbl; dX — WamMeHeHWe MONLHOW AONW napa,
NPONCXOAALLEE B CBA3N C ero KoHAeHcaumren. Pewan 310 ypasHenue anA 8Q =0,
HaxoAAT BnaxHoaavwabaTuveckwii rpaaveHT. Bo3ayx, yaAepr»mBarowuid Bnary
npu noabveme, MeasieHHee W3MeHAeT CBOKO TemMnepaTypy, a 3HaYUT COXpPaHAET
ABVXYLLYIO CUNY ANIA NOABEMa Ha GONLLIYIO BLICOTY.

AnnabartuyecKuin rpaaveHT NOALIMAaOWeroCA ¢ NOBEPXHOCTH BNAXKHOM 0 pa3o
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rpeToro BO3AyX2 MeHbule TpaaueHTa, o6GYCNoBREHHOro 3aKoHaMw Nyyenorno-

weHnA. B CBA3M C 4eM NOABIMAIOWMIACA NOTOK CO3AaeT CTAaTUYECKU HeyCToluu
B80E COCTOAHWE, CNOCOBCTBYIOWEE KOHBEX TUBHOMY NepemMeLlnBaHUIC U NPUTOKY
K pafiOHYy Hach!LWeHWA BNarown HOBbIX BO3AYLWHBLIX Macc.

NpUAR K 3aKNIONEHNIO, Y4TO ANIA WMHTEHCUBHOTNO WUCNAapeHWA HeobxoAWMO,
yTo66I BOAa MMena 6onee BLICOKYH TeMMnepatypy Mo CPaBHEHUID C OKPYI)Kawo-
Wwew cywei, Mbl CTaNKWBAaEMCA CO CNOXHOCTLID CO3AaHWA TAKOW CUTYauun B
npupoge. YaensHaA TennoemMKoCcTs BoAbl pasHa 4, 184 Dx/r -K. YgenbHan
TEeNNoeMKOCTb MaTepuana cywu npuv nnoTHocTu 2,2 r/cm® MoxeT BbiTh OueHe
Ha BenwyuHon 0,84 [w/r-K. C apyroW CTOpPOHbI, TENSONPOBOAHOCTE BOAb!
3HayMTenbHO MpeBbilwaeT TennonpoBoAHOCTL cywm. OTciona NpW OAHOM ¥ TOM
»e NoToKe Tenna NPorpeBaeMocTs BOAb! 6yaeT OCYLEeCTBAATLCAR CYWECTBEHHO
rny6e NporpesaeMocTy Cywu, a TemnepaTypa BOAb! OKAXETCA HuKe Temnepa-
Typbl cywn. MNpy cHXKEHUU NYYUCTON IHEpruu TennooTAaua C CyLIU NPOV3ONAET
Gonee BLICTPLIMN TeMnNaMK, Yem TennooTaa4a BOAbl. B cBA3M ¢ 3TUM uUcnapeHve
C BOAHOM NOBEPXHOCTU, OKPYXEHHOW Cyllen, WHTeHcudnuupyetTcA B HOYHOE Bpe-
MA 1 B MEPUOJ Ce30HHbIX U3MEHEHUI OT TeNAOro K XonoaHOMy. JToT aKT, ycTa-
HoBNeHHbIA DuuymxkepanspomM eue B 1886 r., onucan B pabore A.B. 3aa-
Hosckoro [18].

MporpeBaemocTs BOAbI CTAHOBUTCA COM3MEPVMON C NPOTPEBaEMOCTLI0 CYLUM
B CpaBHMTenbHO MenKoBOAHbIX 6accenHax. Ho menkosoaHble BacceitHbl Beer-
Aa orpaduyeHot No nnowaaun. BonHosbie npouecckl PacnNpoCTPaHAOTCA 30eCh
A0 AHA, YTO NPWBOAUT K ob6uwei paBHOMepHOW 3auneHHocTu BHaccerHa. [arke
‘Takue Oonbwue BopoemMbl kaxk Kapaboras-ron, rae CONEHOCHLIA FOPU3OHT
ApocturaetT MowHoctn 40 M, He MOryT CONEPHUYATL C CONEHOCHBLIMU OTNOXKe-
HUAMKU, KOTOpble MOpOXAeHsbl ApeBHUMKU GaccewHamun. B ornoxennAx Kapa
bora3-rona, 6naropapA manoi BenMuMHe BOAOEMA, CONEHOCHLIM NNacT 3arpAs
HeH TeppureHHoiMu npumecAMU. OH yepedyeTCA C FAMHUCTLIMU U PAaKYLIHA-
KoBbiMU cnoAmKU. OTnoXeHUA ApeBHUX 3BaNOPUTOBLIX BacceHos npeacTap
NeHbl YUCTBIMU Pa3HOCTAMK MWUACOB, aHrMAPWUTOB, HAabBOPOM BOAHOpACTBOPW
MbIX CONEN, XEMOreHHLIX W3IBECTHAKOB. TN OTNOXEHWA MMeloT 6onbline Mo
HOCTU: QECATKW—COTHW MeTPOB. 3a4acTyl0 aHruApuTbl CO3LAT TAaK HasbiBae
MYI0 “‘neTenbuyaTtyio TeKCTypy’’, UCKNIOHADW Y BCAKUWE NONbITKWA Npeanonarats
NepBUYHYIO CE30HHYI0 CNOUCTOCTb.

MoxHO 6b1n0 6bl MONLITaTLCA OGBLACHUTL PA3HULY APEBHUX N COBPEMEHHbIX
conepoaHbix 6acceiHOB pasHbIMKW CKOPOCTAMMW B UCNAPeHNN COBPEMEHHOTO W
ApeBHEro nNepvoaa U OTHECTW OTCYTCTBME 3BanopuToBbiX GacceiHoB B coBpe
MEHHYIO 3NOoXy 3a CYeT BANO TEKYWMX Npoueccos BnaroobmeHa B coBpemed:
Hoi armocdepe. Ho 3ato He noaTBepxAaaeTcA takTamu. Yke AaBHO 3aMedeHO
(6], uTo B coBpemeHHbIn Nepnoa aTMocdepa B LeNOM AaneKa OT HacbileHWA
BOAAHLIM N3apoM. HeHacblWeHHOCTE BNarod yBenuMYMBAETCA C BbLICOTOM M B
cTpatocdepe BO3AyX NOYTU CyXOWH: €ro OTHOCWTENbHaAR BNAXHOCTL COCTaBNA-
eT 1-2% [29]. Jra HeHacbIWEHHOCTL BRArolW WMeeT AMHAMUYECKWI xapakTep,
NOCKONbKY, KaxK 6bINO NOKa3aHO paHee, aTMOCKHEDHbIE CNOW XOPOLWO MepemMe
UIMBAIOTCA MexAay Co6oi. Taxkoe NonoxeHue CO3AaeT NOCTOAHHYH Auddy3uo
BOAAHBLIX MAPOB B BbICOKUE cnou atMocdepsl, rae B UTOTe MAET UX pa3noxke
HWe Ha BOAOPOA M Kucnopod. MoxHO AonycTWTb, YTO B Npeabidywme 3NOXu
TaKaA CATyauuA Morna Obl nMpusecT K GONBWOMY NPUTOKY KUCOPOAA Heop-
raHU4ECKOro NPOUCXOXKAEHUA B aTtMocdepy. B coBpeMeHHy0 3noxy OCHOB-
HOW BOAOOOMeEH Mexay atmocdepon U cywen OrpaHuMunBaeTcA 06nacTbl TPO-
nocdepel, U 3TOT BoAoOOOMeH A0BONLHO WHTeHcuseH. Mo aaHHeiM E.MN. Bopw
cenkosa (3], FOAOBOE KONMYECTBO OCZAKOB, BbINAAADLMX Ha MOBEPXHOCTL
3emnu, pasHo 5,26-10'7 «kr. Cop,epmanwe Bnaru B armocdepe, Mo AaHHbIM
B. Pynnod:a [(63], cocraenmer 1,24-10'® kr. OtHoweHue 3Tux uudp aact
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BENUWYUHY, XapaKTepn3ylwyl KonuiecTBo o6HOBnReHun armocthepHoW Bnaru
B8 TeyeHue roaa. N3 atux undp nerko NoHATe, YTO NonHoe o6HoBNEHWe BOALI B
aTmocdepe OCyLLECTBNAETCA B COBPEMEHHbLIA Nepuoa 3a B,6 cytok!

C6poc BoAbI — 3TO KPAaTKOBPEMEHHbIA NPOLECC NO CPABHEHUIO C NCNaPeHneM.
OH npoucxoauT B CTOpOHe OT ucnaprRrowerocA GacceiHa. Movemy »e B TakoM
Cny4Yae Ha COBPEMEHHOM NUKe 3emnu HeT HacTOAWMX 3BanopuTOBLIX BOROE
MO8 Benu4YuHo XoTA Okl co Cpean3aemHoe vnu YepHoe MopA? JTn HaccerHbl
no csoMMm MacwTabam ropasao MeHbise APeBHWX CONepoAHsix 6accenHos, o
KOHTYPax KOTOPbIX MOXHO CYAWTb MO NAOWAAN PacNpoCTPaHeHUA 38anopuTos.
Mo»XHO KOHCTaTMpOBaTh, UTO B COBPEMEHHLIN NEepuoA He YAOBNETBOPAETCA
nepebii akTop. Her Gonbwunx 6GacceMHOB, AONTONETHAA TemMnepaTypa KoOTo-
puiX 6bina Gbl BhiWe TeMNepPaTypPsl OKPYXKato LWero Bo3ayxa.

PaccMoTpuM BTOpOW (hakTop UcnapeHWA, KOTOPbLIA HE33aBUCUM OT PasHOCTW
Temnepatyp BoAbl HacceliHa U OKpPY)KalOWleid CYLUU U MOr OKa3biBaTb BNUAHKWE
B npeabiaywue 3noxu. Wcnapenne 3aecb ocHOBaHO Ha déHoBOM 3dexTe.
opv3oHTanbHbLIA NOTOK BO3AYXa, ornban ropHui xpebeT, NOALIMAETCA, UChbI-
TbiBaR npu 3TOM aawvabaTwueckoe pacwwupeHue. B peaynoTate Temnepatypa
NOAbIMAIOWIErOCA BO3AYXa CHWXKaeTCA. BmecTe ¢ 3TUM NOHWXKaeTCA ero ¢nocob-
HOCTb yAep)xuBaTe Bnary. BoaAHble Napsl KOHAEHCVMPYIOTCA U BbIN3AalOT B BUAE
0CagKoB C HaBeTPEHHOW CTOPOHbI FOpHOM cucTemsbl. llocne Toro, Kaxk BO3AyX
nepesanut xpebet, B CBOEM HUCXOAAWEM NOTOKe OH ByaeT UCNbITbIBaTL aauna-
6aTnyeckoe cxatne ¢ Gonee BLICOKUM aanabaTUyeCKUM rpagueHToOM NO cpap-
HEeHWI0O C TeM, KOTOpbiM obnagan npu pacwupeHun. Mo mepe onyckaHwA w
NoBLILWIEHWA TeMnepaTtypsl Bo3ayx Bce Gonee u 6onee CTaHOBUTCA HEHACbIWeH-
HbIM BOAAHbIMU Napamu. JTOT CyXOW TOpAYUK Betep MMeHyeTcA cdéHoMm. Ow
cnocobGeH B 6onbwKUX KONMYeCTBax NOrNoLWaTb BRary u TemM camMbiM cnocobet-
BOBaTb YCUNEHHOMY WUCNapeHWo Boabl 6acceviHa. Ecnu ¢ 3TUX Nno3vuunin aHanw
3UupoBaThk pacnonoXeHue ApeBHUX 3IBaANOPUTOBLIX GacceHos, To Heobxoanmo
6yaer caenate BbIBOA, YTO NEPMCKaA NpPeaypanbCKaA CONEHOCHaA ToMwa 803
HUKNA NPU NOCTOAHHLIX BETPax, AYWWWX C BOCTOKAa Ha 3anap; lPCKanA npea-
KaBKa3CKaA — Npu BeTpax, AyOWMUX C Ora Ha cesep, a NpeAKapnNaTcKue ConA-
Hble OTNOXEHWMA — MpPW BeTpax, AYKWWUX C 3anaaa Ha BocToK B panoHe CCCP
Y OBHOBPEMEHHO ¢ tora Ha ceBep B paitoHe MNonswun. NMpu 3atom B 3akapnatee
He AOMKHO ObITb OAHOBO3PACTHLIX 3BaNOPUTOBLIX OTNOXeEHW: Tam Oobina 06-
nacte soaocbopa. ATo He noaTeepxKAaeTcA dakTamu. C ToukKn 3peHuA dhéHoson
FUNOTE3bl OCTAOTCA TaKXKe HENOHATHLIMWU LEeBOHCKME U NepMCKHUe CONEeHOCHbIe
otnoxeHuA [Henposcko-floHeukoi BnapguHbl. [Mpo6nema asanopuToBLIX OTNO-
MEeHUA C NO3UUNA AKTYaNUCTUYECKOr0 NOAXOA3 Hepaspewnma.

Fnasa 4
KUAKHUE PACTBOPbHI

XumuuecKuit NOTeHUMaN KOMNOHEHTa B XXUAKOM pacTeope. Henw3n Henocpea-
LTBEHHO BLIACHWUTL, RAKDN SBRVRONMEDHDEIN BYAYT THEADBENTS TEDWORMINN
yecKue napamMertpbi KOMMOHEHTa, PacTBOPAHOWEroCA cpeav APYruxX B XUAKOM
thaze. OpHako, BGnaropapA oOBWHOCTU 3aKOHOB PaBHOBECUA, W B 4acTHOCTW
paBHOBECMA MeXAYy Ppa3HbLIMU Ha3amMKu, UMeeTCA BO3IMOXHOCTb ONpeaenuTs
XUMMUYECKUIA NOTEHUMAN KOMMOHEHTA 8 XXUAKOW (hase Yepe3 ero PaBHOBECHbLIN
noteHuwan 8 rasosou chase. Pabotel Payna, BionsHepa, BaHT-I odbha, BeinONHEH
Hble B KoOHUe NPOWNOro Beka, NPesBpaTMiM 3Ty BO3IMOXHOCTb B PeanbHOCTh.
311 paboTtbl NO3BONUAM NPUMEHUTL YpasHeHUe TePMOAWHAMWUKM ra3oB K Xufi-
KUM pacTBopaM. PaccMOTpUM NyTb, KOTOPbLIN OTKPLINWU yKa3aHHble paboTel.
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Daenenne napa BoAbI B PABHOBECUW C XXVAKOW BOAOIR ONPeAenAeTCA paseH
CTBOM XMMMYECKWX MOTEHUWAanNOB 3TOMO0 KOMMOHEeHTa B o6eux dhasax: u@;"{) =
=Uy3,0- HaacTpouHbii KpyX»OK YKa3biBaeT Ha 7o, 4TO paBHOBeCWe Napa pac
CMaTpPUBAETCA NO OTHOWEHWIO K YMCTOM B0Ae, HaxOAALIEWCA NOA AaBNEHWEM
1 arm. B 10 we BpeMA paBHOBeCHaA el Napoo6pasHaAd BOAa MOXeT BXOAUTL B
cocTaB Apyrux rasoe, obpa3yA napuwansHoe aasneHue 0,031 atm npwu 25°C.
O6wee paBneHve, NOA KOTOPLIM HAXOAWTCA Napoobpa3sHan ¢a3a, TaKke pasHO
1 atm.

Pacteopum B Boae Kakylo-HWGYAb conb. B cBA3M ¢ Tem, uTo Boaa pacnpege
NNTCA MEXAY YaCTULAMKU CONW, ee XUMMWYECKUW NoTeHuman uaMeHuTcA. Byaem
OTMEeYaTb XMMWYECKUA NOTeHUWan BOAblI B ITOM COCTOAHUW MHAEKCOM uH’" o
XOTA 34eCh HeT HAACTPOYHOrO KPYXKa, 3TOT noTeHuMan Toxe GyaemM OTHOCHTH
K obuwemy aasneHuo cuctemel, pasHomy 1 atm. Ecnu poaa, B KOTOpoOM pacTeo
pf;-:a cpnb;_' npuaeT B paBHOBecHe CO caougn :apom),'( MOXHO Gyeer 3anurc,an:
HH, 0% iy, o - EcTectsenHo, nockonbKy My’ 'c# My, 0. TO Wiy, o % My, o-

Kaxabii M3 XUMUYecKux MOTEHUMANOB ra3oobpasHoin ¢assl MOMHO pacnw
caTs B cooTtsercTeun ¢ (2.17) . PaBHoBecue rasa c YACTOM BOAOW B 3TOM cny4ae
AAacT 3aBUCUMOCTb: y?_,"'“0= uﬁ"; ot BTInPf’{’ o- HaACTPoYHLIM KpYXKOM NpH 3Ha-
Ke AGBNEHUR OTMEaeTCR TO, 470 3T napuvansHoe aasneHne NapoB BOAb! YCTa
HaBNMBAaeTCA Hafd YMCTOW BOAOHW. PaHee Mbl y)Xe onpeaenAnu, 4To npw Temnepa
Type 25°C 3to aasneHue coctasnAer 0,031 aTm, B To BpeMA Kak uH’ro cTaHazp-
TM3UpYeT CUCTEeMy MO OTHOWEHUI0O K obuleMy AaBneHuio, paBHomy | atm. AnA
pacTeopa cConu XWMMUYECKUIA NoTeHuWan BoAbl ByAeT CBA3aH C NapuManbHbiM
AaBneHUeM NapoB BOAbLI CNERYIOLWEN 3aBUCUMOCTBIO sz"E) = #1?{':0 + ATNnPy, o.
BbiuTem U3 3Toro ypasHeHuvA npegbiayiiee:

i, 0 =HR)o *ATINPY o/PH,0 ) (2.53)

Kak B8uMaMMm, XUMH4ECKUA MOTeHUMan KOMIMOHEHT3a XMXWAKOro pacTeopa,
KaKoBbIM B AaHHOM NPUMeEpPe ABNAETCA BOAA, MOXHO NPEeACTaBUTL YPaBHEHMEM,
NOXOXMM NO BUAY Ha ypasHeHwe ugeanbHoro rasa (2.17). Paccuutath xumw
YECKU NOTeHUWan KOMMOHEHTa >XUAKOTO PacTBopa ropa3go TPyAHee, YeMm
BbiBecTu ypaBHenue. [lnA atoro Heo6xoauMMO pacnonarats AaBneHWEM Mapos
KOMMOHEHTa Haji ero YACTbIM XXUAKWM COCTOAHUEM, AaBNEHUEeM NapoB 3TOro
KOMMOHEeHTa Haf PacTBOPOM W 3HaTh (PyHKUMaHaNbHYO 33aBUCMMOCTbL MeEXAy
OTHOLWEHUEM AaBNEHUA U KOHUEHTPauMen KOMNOHeHTa.

Flpexxpe Yem paccMaTpuBaTh BO3MOXHbIE CBA3W MEXAY 3TUMWU BEeNYMHAMU,
npuaagum ypasHeHunio (2.53) 6Gonee KOMNaKTHLIA BMA, BOCMONbL3IOBAaBLUMCH
npeanoxenuem IM.H. Miiouca. I.H. Nblouc BBen o6o3HaueHme:

PA/PAO =ay. (2.54)
Toraa ypasHeHue (2.53) npumer 8ua:
B = pg™ +ATina,. (2.55)

Cumson a, Ha3BaH aKTMBHOCTLIO KoMnoHeHTa A. OH NO3BONAET OTBAEYLCA
OT TOro (haKkTa, YTO XMMUHYECKWA NOTeHUMan KOMMNOHEeHTa YXWUAKOro pacTeopa
onpeaenAeTCA He ero KoOHUeHTpauueh 8 pPacTBope, @ OTHOWEHWEM NAPLUANbHbIX
naaeneHuwin. NoaxoaR c ypeamepHoun TpeGoBaTensHocThio K (2.54) , HyXxHO 6bino
6bl CKa3aTb, YTO aKTUBHOCTb NPEACTaBNAeT COBOW OTHOLWeHWe NeTyYecTen:

a,=fulfy. (2.56)
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Ho npu HU3KKX NapuManbHbIX AaBNEHUAX KOMMOHEHTOB, KaK 3TO BUAHO Bbr
no v3 npeabiAyliend rNaebl, BO MHOMUX CNy4aAX MOXXHO NOMb30OBaTbCA 3Have-
HUAMK NapuManbHbIX AABNEHUA.

EctecTBeHHO, 4TO Yem Gonble copep¥aHue KOMMNOHEHTa B pacTeope, Tem
6onbwnum Gyner ero napuuanbHoe AaBfexue Hap pactaopom. Camon npocroun

CBRA3LI0 MeXAY ITUMU BenNUYUHaMKU, KOTOPYHD MOXHO NpPeaAnONOXUTh, OKa3bl-
B8€TCRA CneayoLwan:

PP =Ny, (257)

rae N, — monsHan aonA KomnoHeHTa B pacTBope. Torpa ypasHeHue (2.55)

npuobpeteT cneayOWyd NPOCTY0 ¢OpPMYy, NO3BONAIOWYIO nNerko CBA3aTh

KOHUEeHTPpauui » XUMWY ECKMIA NOTeHuWan: .

0, W

By = ug' ™ +RTInN,. (2.58)

Ecnv akcnepumeHTanbHaA nNposepka NOATBEPXKA3eT TaKOe COrnacosaHWe
KOHUEHTPAUUM C XUMMUYECKUM MNOTEHUNANOM KOMMNOHEHT3, TO Mbl FOBOPUM,
YTO KOMNOHEHT BefeT CebA, KaK KOMNOHEHT WAEANbHOTO XXMAKOro pacTeopa.
B coormercTeMu ¢ BbiBOAOM ypasHeHuA (2.58) pocraTovHO yGeAuTbCA B npa-
BunbHOCTKU (2.57), 4TO OveHs NerKo CAenaTh ANA NETYYUX KOMNOHEHTOB.

Oco6eHHOCT KOMMNOHEHTAa WAEANLHOrO >XMAKOrO PpacTBOpa cheaytolme.

1. MoneHbI% 06beM KOMNOHEHTA XMAKOW (HDa3el He 3aBUCUT OT ero KOHUEHT-
payMM B PacTBOpe W OCTAeTCR PaBHLIM MONLHOMY 06beMy YMCTOro BelLecTRa.
DewvicTteutensHo, MONbHaA AONA KOMMOHEHTa B XMAKOM pacTBOpe He 3aBUCUT
OT npunoweHHoro pasneHvA. [O3TOMy NpPOV3BOAHAA NoO nocneaHeMy YfeHy
ypasHexuA (2.58) npu nocToRHHONK TemnepaType paBHa Hynto. Toraa

(B /OP) - = (B /OP) 1= V4. (2.59)

Ho npowasoanan (3u°™ /0P ) 1 OTHOCMTCA K YMCTOMY KOMMNOHeHTY. MoaTto
MY U3 pasedcTea (2.59) cneayer, YTO NapunManbHbIA MONbHLIA 06beM KOMNO’
HEHTa, HaXOARLWIErOCA B COCTaBe pacTBOpa, COOTBETCTBYET MOMNEKYNAPHOMY
06vbeMy YMCTOro KOMMNOHeHTa.

2. JHTpONUA KOMMNOHEHTa XUAKOro HAeanbHoro pacTeopa WU3MeHAEeTCA
8HaNOrYHO U3MEHEeHINO 3HTPONKKU Fa30BOr0 MAEANLHOrO PacTBOpPA.

AuddepeHunposaHue ypasHeHnA (2.58) no remnepatype aaet

(0%, /3T), = (BuS  ™/AT) p + RINN,,.

Wcnonbsyem (2.2) anr #= const. Toraa (0G/0T)p, = — S. [OduddepeHunpyem
NOBTOPHO NO KOMIOHEHTY 77 4 :
d {0G as
iy \o7)p = " \ams )o T
A6\ o (o
ar \on, | p ~Sa= 37 . (2.60)

YuuTbiBan 310, Nonyyaem
S,=8S7 —RInN,. (2.61)
OTmeTuM, 4TO HECMOTPA Ha TO, YTO NoBeAeHUe 3HTPONUKU KOMNOHEHTA XnA-

KOro pacTeopa Hanomunaer noseaeHne 3HTPONUU UAGANBHOIO rasa, AasneHue
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Napos KOMNOHeHTa Hap pacTBOpoM He oBR3aTenbHO GyAeT NOAMMHATLCA 33KO-
HaM naeanbHbIX rasos.

Mockoneky N4 < 1, To u3 ypaBHenuA (2.61) cneayer, uTo 3HTPONMA of
HOrO MONA KOMMOHEHTa B XUAKOM PacTOBPe BCeraa 6onblle MONLHOW 3HTPO-
NN YUCTOTO KOMNOHEHTa. -

3. O6pa3osaHue pacTBOPa W3 YUCTHIX KOMNOHEHTOB He CONPOBOXAAETCA Tert
nosbim atbdheKTom.

Pasznenum ypasHenue (2.73) wa T: u*/T=u°* /T + RinN. TMpopenas 3ty
Onepaunio, Mbl CBENN ypaBHEHVe K TaKOMY BUAY, NPY KOTOPOM NOCNEAHVA YneH
DKa3bIBaeTCA HE3aBUCUMbIM OT TemnepaTypsl. Moatomy

[ IW™/T ) [ Mu ™) }
T L oT P

Ho- [0 (W*/TV/aT) p = — H™/T?. Ovciopa H™/T% = H°™|T? u B = H°™.

" 4, TennoeMKOCTb pacTBOPEHHOIO KOMMOHEHTa OCTaeTCA TaKOM xe, Kak Terr
NOEMKOCTb PacTBOPAEMOT O KUAKOro BewecTsa. [o3ToMy pacTBopeHue KoMno-
HeHTa He CONPOBOXAAETCA TENNOBLIMN 3¢£¢eKTaMM.

Ws nocneanero (BH™/dT p = (dH®™/3T)p = Cp:

B cBA3KW C 3TMMAM ClIe ACTBMAMMA MOXKHO YTBEPXAATb, YTO MONEKYNADHLIM 06bem
naeanbHeIX MUWAKUX pacTBOPOB Gyaet paBeH cpeAHeB3BeleHHOMY MOneKynap-
HOMY 06beMy KOMMOHEHTOB, MONEKYNAPHAA 3HTaNbNUA PacTeopa paBHa cpea-
HEB3IBEeWEeHHON MCNEKYNAPHOW 3HTANbNUM KOMMOHEHTOB;, MONEKYNAPHas Terr
NnoeMKOCTb NpeacTasnAeT coboii cpeaHeB3BeELLEHHYI0 MONEKYNAPHYIO Temnoem-
KOCTb KOMMOHEHTOB.

‘YpaeHenuo (2.57) yao6Ho npuaate cheayollyw dopmy:

P =N,PS . (2.62)

371a 3aBUCMMOCTE, IKCNEPUMEHTaNLHO HailaeHHaA ®.M. Paynem = 1884 r., HO-
CUT HaszeaHKe 3akoHa Paynna. CornacHo (2.62) moxHO paccunTaTh AaBneHwe na
poobpa3Hon ha3bl KOMNOHEHTA HAA PACTBOPOM, 3HAA NapuWanbHOe AaBneHue,
KOTOpOe CO3A3eTCA HaA YUCTbIM KOMIMOHEHTOM, U MOMLHYIO A0MI0 KOMNOHEHTa
B pacTBope. PaccmMoTpeHHOe B NpeAbiAYLLeH rNage NapuManbHoe A3BNEHUE Napoes
BOAbI Hal BOAHLIMU PAaCcTBOPaMM CONEl He CNHLLUKOM BLICOKUX KOHUEHTpauun
onucsiBaeTcA 3aKoHOM PaynA. O6pawaem BHUMaHwne, 4T0 3akoH PaynAa, ucnons
3yembiii 06bIYHO HAa NPaKTMKe ANA CMpeaeneHnA OTHOCUTENBHOW BNAHOCTH BO3-
Ryxa, — cneacTaue NPUMEHeHWA 33KOHOB TEPMOAMHAMUKKM ANA 3aKPbLITLIX Ch-
cTemM.

Bo3sMem reteporeHHyio cUcTeMy, COAEPXKALLYI0 XUAKYI0 U rasoobpazHyo
thazbi. B xuaKkon ¢ase pacteopeHa conb, 06naqatollar HaCTONbKO HU3KKMM A8
neHWem NapoB, YTO B pacyeTax MM MOXHO npeHebpeus (Hanpumep NaCl).
B usobapHo-maorepmudeckux ycnosuax 3HepruAa [unbB6ca Bcel cucTemst, Kax
3KCTEHCUBHAA BENWYMHA, ABNAETCA YHKUUER KONUYECTBa BCEX YYaCTBYIOLMX
komnoHeHTos: G = f(n{, n},ng); ‘

dG =y Jdni +ugdny + ukdnik.

YTo KacaeTcA KOMMoHeHTa B (pacTBOpeHHOM conu), TO NOCKQNLKY OH He MO
WeT nepexoanTe B rasoobpastyw a3y, a U3 3aKpbITO CUCTEeMbl AETHCA eMy
HekyRa, Todng = Ou % dn” =0, Mexay »maxow 1 razoo6pastoi dazoi pacnpe-
DenreTcA KOMNOoHeHT A. Ho Tak Kak cucTema 3aKkpbiTan, To n}," + n}{ = const.
B peaynesTare dn,",K = —dn;. YynTeiRan 3TN 0cOBGeHHOCTU 33KPbITOW CUCTEMbI,
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nameHeHue ee 3Heprum [un66ca Tenepb MOXeT 6bITb 3aNUCaHO CNEAYIOLWMM
o6pasom:dG = pidn} — pydny.

Movckn muHuMyma 3Heprum Mu66ca, ocyllecTBNAEMbIE U3BECTHLIM Y)XKe CNo-
coboMm, NPUBOAART K YCNOBUIO u,’," = uA Ecnu KOMNOHEHT A, COCTaBHaA 4acTb
YUAKOro pacteopa, Beaer ceb6R uaeansHsiM 06pasom, To uA pA"‘ +RTnN ,
Dnn rasosoit coctaenAowei g = "+ RTINP,

NpupaBHAEM 3TV YpaBHEHUA NO XMMWUYECKUM MNOTeHUManam W MNonyyYnuMm:

APy = [ uG™ — g™ VRT) +InN, .

Nerko BuaeTtb, 4TO BbipaXeHne B CKOBKaxX MOXHO NPeACcTaBuTb, KaK nofa
putM AaBNEHUA Napa Haa YMCTON XXMAKOCTbIO A. [ledcTBUTENbHO, XUMHUYECKHIA
NoTeHUMan napuvaneHOro AAaBNEHWA ra3a ONWCLIBAETCA 33aBUCUMOCTLIO uAr =

uor +RTInP4. Ho anAa uuctou )Kvaocm 3aaucumoc11: WHaR: u}{‘ T8}
B cnyvae, ecnu cuctema 3akpeiTa, Tou = yA T +RT|nPA ; InPA (uA-"‘ -
~ 19" )/RT. Takum o6pa3om,InP, =InPg +InN, upP = NAPA.

Npu o6pazosaHumn pacTBopa AOMKHO BbITb, KAK MUHUMYM, ABA KOMMNOHEHTA.
Kakum, obpazom 6yaer BecTu cebA BTOPOM KOMNOHEHT, eCNn NEpBbIA NOAYK
HAETCA 3akoHy PaynAa? Byaer nu nosepeHue OAHOr0 M3 KOMMOHEHTOB OKasbl-
BaTb BNWAHUE Ha NOBeAeHMe BTOPOro?

N3BecTHO, 4TO XMMUYeCKNe NOTEHUMANbl KOMNOHEHTOB GMHapHOro pacTBopa
cBA3aHbl MexAay cobon ypasHeHunem [wn66ca—Qwrema (2.19). Mpeacrasum
XUMMUYECKMIA NOTeHUMan nepeBoro KOMMNOHEHTA »XUAKOFrO pacTBopa Cneayrw-
Wwmm o6pa3om

Uy =us + RTInP, /PSY = ul + RTInP, = RTInPY.

WMHaexcobl, cBuAETENsCTBYIOWME O NPUHAANEKHOCTA KOMMOHEHTA XUAKON
¢ase, 3necb onyuleHsl. Mbi 3T0 Gyaem Aenatb Besae, rae TaKan NPUHAANENKHOCTL
ACHA U3 TeKcTa. nOCKOanY nNpy NOCTOAHHOW TemnepaType ¥ NOCTOAHHOM
obuiem naBneHun Py — NOCTOAHHO, W3MEHeHWe XUMUYECKOro NOTeHuMana
nNepeoro KoMnoHeHTa 6yaeT 3asuceTs TONbKO OT P,. JTo no3sonAer 3anu
cate: du; = RTdInP,.’

AHanorvyHan 3aBUCUMOCTbL AOMKHE UMEeTb MECTO U ANA BTOPOro KOMNOHeH
Ta. Ucnonb3yA ypaBHeHwe m66ca—[llorema MOXHO NepelTH K CnepyioweMy
YPaBHeHWIO:

'Nld]nPl 4;N2d|nP2 =0. (263)
Hosan 3asucumocts (2.63) umMenyetcA ypasHenuem [liorema—Mapryneca.
B oTnuume ot ypaBHeHuAa Mmb6ca—oremMa 3necb KOMMNOHEHT, NOWMEHOBAHHbIN
OAVHAKOBLIM WHAEKCOM, NPUHAANEXUT pasHbiM da3zam. Tak Kak Gbino npw

HATO, 4TO nNepBbii KOMNOHEHT NOANMHAETCA 3aKOHY PaynA, To ypasHeHve
{2.63) moxHO nepenucaTsL cneayowmm obpasom:

(P, /PS)dInP, + NydInPy = 0;  (Py/PS) (dPy/Py) + Ny dInP, = 0;
dP, /P + NodInP, = 0.

- ’ ’
Ecnu nepBsbiit YneH 3TOrO YPaBHEHWA WHTerpuposats oT P ao P)

, TO 370
BbIr nAAeno 6bi cneayroWUM 06pasom:

(/PY) [ Py = (PP — PL) = LIPS — PIIPS = NI — M.

1
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Torpa 8 audepeHunansHoit copme ITOT YNeH MOXHO NPeACTaBUTL: dPl/P?
= dN,. Takum obpazom dN,; + N,dInP, = 0. inA 3aKpbIToi cuctemsl dV,

= —dN,. OueBnaro, dInP, = —dN,/N, = dN,/N, = dInN,. NuTerpupoaHue
3TOro BbIP@XEHWA A3eT OKOHYaTeNbHbIN OTBET
InP, InN,
[ dinPy = [ dInN; InlP/PS)=InN;; N, =P,/PL.
(o]
InP, °

Pe3ynbTaT 3acTaBNReT cAenaTh CReAYyOWUA BbIBOA: €CAU NepBLii KOMMOHEHT
NOAYMHAETCA 3aKOHY PaynA, TO 3TOMY 3aKOHY AOMKeH NOAYMHATLCA U BTOPOMH
KOMMNOHEHT pacTeopa. '

Takue pacTBOpbl, B KOTOPLIX XXUAKME KOMMNOHEHTb BeAYT Ce6A KaK KOMNo-
HeHTbl uAeanbHbiX ra3os, A0BONbLHO peaku. O6bIMHO wMx 06pasyldT *uakue
opraHuveckue BeulecTBa, Gnuskue no ceoeli npupoge. B KavectBe npumepa
Ha puc. 2.10 oxapakTepu3oBaH PacTBOpP, KOMNOHEHTaMN KOTOPOro ABNAIOTCA
6GeH3on u Tonyon.

BbiBoa O TOM, 4TO BTOPOI KOMNOHEHT ByaeT NOAYMHATLCA 3aKOHYy PaynA,
eCNn noBefieHWe NepBOrO ONUCbIBAETCA 3TUM e 3JAKOHOM, OKa3biBaeTCA He
eAnHCcTBEHHbIM. CBR3aHO 3TO0 € 0coGeHHOCTAMKM AuddepeHuNpoBaHWA ypaB-
HeHuA (2.55). [nA BbiBoAa ypaBHeHuA (2.58) 6bino caenaHo camoe npocTtoe
W3 BO3MOXHLIX AonywieHuit: a, = P, fP, = N,. Ho Beas 310 He eRAUHCTBEHHO
BO3MOXHbIW BapuaHT. MoxxHO ponyctuTe 6onee CNoXHyo 3aBucumocTs. Ha
npumep

3= Py/Ps=Nyvy, (2.64)

rae Y, — NOCTOAHHaA BenuyuHa. B atom cnyvae ypasHedue (2.55) npeoGpasy-
eTcA K Buay

My =pg+RTINN, v, =pug +ATI: NN, + RTIny,. (2.65)

Mockonbky v, nNocToAHWaR BenuuuHa, Todu, = RTdInN,, uto HeoTnnuw
MO OT PacCMOTPEHHOr o paHee CNy4an.

DBonyctum, yTo A — BTOPO KOMIOHEHT PacTBOPa, TOrAa NONYYUM BbIBOA:
eCNU NepBbIA KOMNOHEHT NOAYMHAETCA 3aKoHy Payna, To BTOPOA KOMNOHEHT
6yaeT NOAWHATLCA NMBO. 3TOMY >Ke 3aKoHY, W60 33aKOHY, OXapaKTepu3oBaH-
HOMy ypasHeHuem (2.65). B aTom cny4ae aKTMBHOCTb KOMMNOHEHTa B pacTBope
He paBHa MONbLHOK Aone, 3 NPONOPUNOHanLHa en.

" YpasHexnem (2.65) Tarke onucebiBaeTCA noBegeHue KOMMNOHEHTOB uaeans
HOrO pPacTBOPa, YTO O4YeBUAHO K3 cnep.yrou.lero:u=u° +RTihy + RTInN.Bropoi
YneH, CTOAWMWIA CnpaBa OT 3HAaKa PAaBeHCTBA — MOCTOAHHAaR BeNUYUHA B CUNY
NOCTOAHCTBa Y. Ero mMoxHo 06beaMHUTL CO CTaHAAPTHOI CBOBOAHOW 3Hepruen.
YCNoBMMCA BpeMEHHO OTAWYATL CTAHAAPTHble XUMKYECKWE NOTeHuwans: OT
NOTEHUMANOB YMCTbIX BewlecTs 3Haukom &. Toraapg + RTIny, = ug, oTkyaa

X =u3™ + RATInN 4 . (2.66)

OTta cTaHmapTU3auUMA OTNM4aeTCA OT TOW, KOTOPaA NpPWHATa AnA rasos. Co-
noctasum ypasHeHue (2.66) c (2.17). PasHoBecue rasa ¢ pacTBOpoM onpeae
NVTCA PEBEHCTBOM XWUMMUeCKUX NoTeHuuanos. OTkyaa g™ + RTInN, = o+
+RTIP; InlPy/N,) = WS — 2 ™) /AT,

PyIN, =exp(— Au®IRT). (2.67)

CpaBHuBaR 3ToT pe3ynbTat ¢ (2.64), nonydyaem ¥P° = exp [— (u°TF

QK
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Puc. 2.10. AasneHne napose Han 6MHapHLIM PacTBOPOM Genson—Ttonyon, t= 60° C [14]

Puec. :2.11. NaBneHune napos Hag KOMMOHEHTaMU pPBCcTBOpPE, 0AVH U3 KOTOPLIX NOAYMHRETCR
saxoHy MeHpu

Benuyuna, cToRwWan cnpaea oT 3HaKa pageHCTBa, — NOCTOAHHAEA MPU NOCTOAH
HbiX TemnepaType v aasnedun. OHa MMeHyYeTCR KoHCTaHTon Menpu, 0603HavaeT-
cA cumBononm K, a KOMNOHEHT, NnoBeaeHe KOTOPOrO B PacTBOPE ONUCLIBAeTCR
ypasHeHuem (2.66), noguuHAeTcA 3aKoHy MeHpu.

" [inA  KOMMOKEHTa, NOAYMHAIOWErocA 3aKoHy leHpu, P = AP Y. 310 3Haumr,
yto npy N=1,P =P °‘y. BuiB0oA, Kak BUAMM, HECKONbKO HEOWMAAHHbIA: HaA
YUCTLIM KOMMOHEHTOM Aasnedue He OyaeT COOTEETCTBOBATL YUCTOMY KOMNO-
HeHTy. Tawko#h BeiBOA, NO KpailHe Mepe B KayeCTBEHHOM NnaHe, HaBOAWT Ha
MbICAIb, YTO Y BewecTB, NOAYNHAWMXCA 3akoHy [eHpu, He MoeT BbITk A0-
CTUrHYTO TaKoe COCTOAHUE, KOrAa KOMMNOHEHT pacTsopa NPeACTaHeT B YACTOM
Buge.

B coorsetctBuM C 3axoHOM [eHpM ¥ NpUHATLIMKM o6o3HaveHnAMn, (2.67)
MOXHO 3anucaTte Tak:P/N = K, rae K — noctoannan. B audpepeHunansHoit
cdopme: dP/dN = K, Cornacyn 3Tu fBa pelueHUR, nonyyaem

dP/dN=P/IN, (2.68)

MpowssoaHan napabonuuyeckor QYHKUMKM ¥ = 3 X7 WMEET CNeayiowMin BUA
dyl/dx = ny/x. Ecan n npespawaeTcA 8 eauHuLy, To nepsoobpasHan ¢yHKUUA
CTaHOBWUTCA NUHEeNHOW. JIMHelHan 3aBncUMOCTL (2.68) nonxHa 6ebITb Ucknio-
YeHa, nockonbky npu N =1, P #* P°. QTciona cneayert, To 3aKoH [eHpu Bbinon-
HAETCA NPU YCNOBMU

lim (P/IN) = K

N->0

ANnA MobB0ro KOMNOHeHTa pacTeopa.

BuHapHbIN PacTBOP, B KOTOPOM MNEPBLIA KOPNOHEHT NOAYUHAETCA 3aKOHY
Paynma, a sTtopoin 3akoHy [eHpw, npeacrtaBned Ha puc. 2.11. Kax suaHo w3
PUCYHKa, NoAYMHEeHNEe 3akoHy [eHpU UmeeT MecTO NPU OYeHb HN3KNUX KOHUEHT-
pauvax. [lanee KAeT IKCTPaNONAUMA Ha MHUMOE AABNEHWE P9 no nuHeaHOMY
3axkoHy. Takum o6pazom P$ — 3T0 napumManbHoe flaBneHWe YACTOrO KOMMO-
HEeHTa, COXPaHAKWEro TaKue CBOMCTBA, KOTOPbIE OH MeeT B COCTORHUM Beciko-
He4Ho pa3baeneHHoro pacreopa. W3 puc. 2.11 suaHO, 4TO 3TM CBOMCTBA He
NOXOXG Ha CBOWCTBA YMCTOro BewlecTBa. COOTBETCTBEHHO 3TOMY u?— CTaH-
AapTHb‘lﬁ XUMUYECKWIA NOTEHLUAN OAHOTO MOMA YUCTOrO KOMIMOHEHTA C TaKMMU
CBOWCTBaMU, KOTOpkie OH wmen 6bl B GeckoHeyHo pa3baBneHHOM pacTeOpe.
YTeepxaenue, 4yT0 u?‘omocmcn K 4MCcTOMYy BeuwecTBy, obycnosneHo Tem,
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4TO 3Ta BenuWuMHa NONyveHa NUHEHHOW IKCTPANONAUMEN CBOUCTB KOMMOHEHTa
Ha N, = 1 no ypasHeHuto (2.66). MoBoOpA 0 cBOWCTBaAX TaKOro YACTOro se-
uwecTea, HYXHO u3aberats wnnoawn, 6yato 6bl 3TM CBONCTBA MOMXHO OTHECTH
K KakoMy-TO DeanstHOMY YACTOMY KOMMNOHeHTYy. Takoe npeacTaBnexune OKa-
3anoch 6bi OWMEBOYHLIM, u4TO oueBuAHO u3 puc. 2.11. CeoicTea peanbHOro
YMCTOrO0 KOMNOHEHTa 6GyAyT coBnapath C ero CBOWCTBaMM Npu GecKOHeYHOM
pasbasneHun TONLKO TOrAa, KOrAa KOMNOHEHT BO BCEM AWANa3oHe KOHUEeHT-
pauui noaumHAetcA 3akoHy PaynA. Takue npumepsi B NPMPOAHbLIX Npoueccax
KpaiHe pem(u No3Tomy HYXHO NpPUBBLIKHYTL K CTPaHHO 3By4aulemy onpeaene-
HUIO, YTO U — 3TO CTaHRAPTHLIN XMMMYECKMII NOTEHLMAN YNCTOrO BelwecTsa,
HaxOAALWErocA B COCTOAHWU OeckoHeyHo 6Gonbworo pasbaBneHuA. PacTeo-
PUMOCTb KOMNOHEHTa 3aBUCUT OT PaCTBOPUTENA, B KOTOPOM 3TOT KOMMOHEHT
pacTBOopReTcA. Tak, PacTBOPMMOCTbL caxapa OyaeT pasnMYHOW B BOAE M Kepo-
cuHe. A TaK KaK CTaRAAPTHBIA XMMWUYECKWA noTeHuuan #29 BbIBOAUTCA He 13
CBOIACTB YMCTOrO BEWECTBA, a U3 CBOMCTB, KOTOPbIe MMeeT KOMNOHEHT B Becko-
HEeYHO paaﬁaanennom pacTBOpe, U NO3TOMY CBA3aH C pacTBOpUTENeMm, TO WH-
dopmaumio 0 IS Heo6x0aMMO AONORAHNTL. [INA TOro YTO6BI MOXHO GbINO NOAL-
308aTbCA  YpaBHEHUEM XMMUYECKOrO MOTEHUWana MAeansHOro rasa, NpUMeHAA
ero’ K KOMMOHEHTY XMAKOro pacTBopa, Mbl AO/DKHLE NPUHATH CNEAYIOWNA Xa-
paKTep CcTaHAAPTU3aUWWN:. CTaHOapTHbIU XUMUYECKUU NOTeHYyuan, T. e. IHep2us
lu66ca 00HO20 MOMA 4UCTO20 KOMNOHEHTA, KOTOPbIU PaccMaTpuGaeTCA Kak
pacreopeHHoe 8eWecT8o, 8bI800UTCA U3 TaKUX CBOUCT8, KOTOPsIMU OH 0O-
‘N1a03er @ 0aHHOM PacTEOpuUTene, HAXO0O0ACh 8 COCTOAHUU BECKOHEeYHO pa3baaneH-
Hozo pacraopa. B 1o »e BpeMA xuMmuuYecknin noTeHunan pacTBOPUTENA npea-
cTaBnAeT coboit cBOG0AHYIO IHEPruIO 0AHOMO MONA YACTOrO BewecTea.

Pacteopumoctb razos B Bope. Kak cneayeT u3 npeabiAywero pasgena,
wkoHcTaHTa [eHpu, paccunTeiBaeman ypasseHnem (2.67), TovHO onpeaeneHa
ToNbKO ANA GeckoHedHOo pa3baBneHHOro pacteopa. Bce napameTpsi COCTOAHWA
TaKe XapaKTepu3yioT o0CO6eHHOCTW KOMMNOHEHT3, OTHOCAWMECA K ero Gec-
KOHEYHO pa3basneHHOMY cocToAHMK. Hanpumep, napunanbHLIi MONbLHBLIA
00bemM, ABAAACL NPON3BOAHOW NO AaBNEHWIO CTaHAAPTHOTO XUMUHECKOTO NOTeH-
uwnana, npeacvasnfAetr coboi peayanaT DMHeVlHOM 3KCTPanonAUMY ¢ GeckoHeu-
HO Gonbworo pas6asnewnA Ha P = P2 (Bu®/3P)r = V, rae V — napuvans-
HbI MONbHLIN 06bEM YnuCTOro Komnoueura, HaxOAALLErocA B COCTORHUU Becko-
HeyHo 6Gonblworo pasbasneHnA. MNpu nepexofie K peanbHbIM KOHWUEHTPaUUAM
3ToT o6rvem 6yger M3IMEHATbCA. AHaNOrMuHbie 3aMe4aHMA OTHOCATCA K 3HTPO-
NUK, 3HTaNLOWUKY, TENNOEMKOCTH.

-HecMOTpA Ha oOTMeveHHbie OCOBEHHOCTU, OrpaHUYUBaIOWME NPAKTUYECKOe
NpuNoXXeHne NPUBEACHHBIX YPaBHeHWH, eCTb UeNnan rpynna BeuwiecTs,ANA KOTO-
pbiX 3akoH [eHpu npumeHM n B 0BNacTU KOHE4HbIX, XOTA U HA3KUX KOH-
ueHTpaumin. Kax nokasanu W.P. KpwueBckuit v A.C. KazapwoBckuit [24] Ha
npumepe as3oTa U BOAOPOAA, ANA pPacTBOPEHHbIX B BOAe ras3oB 3aKoH [eHpu
C BbICOKO# TOMHOCTbLIO MOXeT 6GbITh ucnonbaosaH ao gasneHun 1000 atm rasa
HaQ PacTBOPOM B AnanaioHe Temnepatyp ot 0 ao 100° C.

a3, HaxOAAWMMACA Haf PacTBOPOM, NPy CpaBHUTENbHO HeBoONbLIMX AaBne-
HUA NOAYMHAGTCA 3aKOHaM uAeanbHbix ra3os. MNo3aromy nameHeHue ero xumuue-
CKOro noTeHumnana moXxkeT HbITh 3anucaHo ypaBHeHueM (2.17) . PasHoBecue 3Toro
raza ¢ ero ¢ason, pacTBOPeHHOW B BOAE, ANA 3aKPbLITOM CUCTEeMbl OnpeaenAeT-
CA PaBeHCTBOM WX XMMMYeCKuX noTeHuwanos: 4"y = 4, 470 nocne noacrawos-
kn (2.17) n (2.66) npuBOAUT K yXe nasecTHomn 3aBucumoctn (2.67).

dusimueckuit cMbicn KOHCTaHThl [eHpU cneayowmn: ecnu 6ol ras, pacTBOpeH-
HbIA B BOAe, 80 BCEM AWana3oHe KoHueHTpauu#u BnnoTe Ao NV 4 = 1 noayuHAncA
3aKkoHy leHpy:, To KoHCTaHTa MeHpy oTpaxkana 6Gbi AaBneHVe rasa Haj ero »ua-
Ko ha3oi, wmelouleit CBOWCTBA, NPUCYWMWE PacCTBOPEHHOMY B BoAe raly B
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cocToAHMK BeckoHeyHoro pasbasneHnA. Tak Kak pa3nuuHble ra3si 0TAUYAIOTCA
CBOMMMW KOHCTaHTamMu [eHpu, TO, cNeaoBaTeNbHO, KaXAaA WAeaNU3MPOBaHHaA
Ccy6CTaHUMA 4nNCTOro  PacTBOPEHHOro ra3a GyaeT xapaKTepu3oBaTbCA CBOWM
COBCTBEHHBIM PaBHOBECHBIM NaBMeHVEM M OTnM4aTbeA no 4. Moatomy, ecnu
Yy BCex ra3oeB €034aTb OAWHAKOBOE A3aBNeHWE Haa BOAOW, Hanpumep 1 aTm,
TO PaCTBOPUMOCTb KaXAOr0 OKaXKeTCA PasnuyHoN.

MockonbKy CTaHAaPTHblE U XMMMYECKKE NOTeHUWanbl PacTBOPEHHOro B BOAE
rasa v» rasa, HaxoAALWErocA Haj BOAOW, U3MEHAITCA C U3MEHEeHUeM Temnepa-
TYPbl U AaBneHuA, 1o, Kak cneayeT n3 (2.67), nameHeHue GyaeT MCNbITHIBATL
W MONbHaA AONA PacTBOPEHHOro ra3a NPU NOCTOAHHOM NapuuanbHOM AaBne-
HUW ero Haj pacTeopoM. PaccMoOTpUM u3MeHeHue PacTBOPUMOCTU rasa oT
TemMnepatypsl. ANA 3TOro NONOXWUM, 4TO Had BOAOW HAXOAUTCA ra3 Npu CTaH-
AapTHOM AaBneHun, pasHoM 1 atm. Bocnonb3osaBwucs ypasHeHuem (2.67),
nposeaeM cneaytowwme npeo6pa3oBaHuf

A(_A=1/KA; NN 4=—InK 4 InN4=—puS™/RT + u>"/RT,

Mpy NOCTORHHOM AaBNEHUW AaHHOrO ra3a Haj PacTBOPOM, paBHOM 1 aTm,
VW3MeHeHWe ero MoNbHOW AONM B pacTBOpe C TemMnepaTypoiri MOXHO onpeae-
nnTe AaudichepeHumpoBaHnem

R(®INNBTY, = AH°/T?,

rae AH® = (H®™ — H® T) — npupaweHue anTanbnun. O6paTHanA e BEANYMHA
{(H°' T = H®™) npeactaBnAeT TeNNOTY MCNapeHWA OAHOIO MOAA FUNOTeTHYEC-
KOW XUAKOCTW CO CBOMCTBAMM PacTBOPEHHOrQ ra3a B COCTOARHUU BECKOHeYHOro
pa3BaanennA. NHTerpupya nonyueHHoe BuipaxeHue oT 298,15 K ao npouasons-
HOW TeMnepaTypbl 7, NONyYaem

. T AH°
InNr=InNy9s +1/R | 2 daT. (2.69)
298

310 ypasHeHuWe HeNnb3A PeWwnTb, NOKAa HEW3BECTHAa 33aBUCUMOCTL W3MEHEHUR
TEennoTbl UCNapeHUA ruNOTeTUYeCKOro rasa oT TemnepaTypsl. CKOpOCTh U3me-
HEHWA NPUPALLEHUA 3HTaNLNMKU C TemnepaTypold ONPeaenAeTCA NpUpaLeHneM
Tennoemkoctu: [d AH/dT] p = ACp.

deHOMEHONOrMYeCKaAR TepMOAMHEMMKA He pacnonaraeT 3aKoHamu, onpeae-
NAKWKWMK 3TO NpupalteHie. pupaluleHne TeENAOEMKOCTH, Pa3nUYHOe Y Pa3Hbix
raioB, 4OMKHO GbITb ONPeAENeHO IKCNePUMeHTansHO. B cooTeeTcTBUM € peaynsb-
TaramMu 3KcnepumeHToB noabupaercA 3asucumoctb ACp = F(T).

Bua nonuHoma OAHOW W3 COCTaBNAIOWLIEA NPUPALLEHWA — TenfoeMKOCTU ra-
30B — HaMu y>xe paccMaTpuBancA paHee. Y13 yACTO NnpaKk TMYecKMx cO06pa eHunin
Mbl YCIIOBUNMCb NONbL30BATLCA 3aBucumocTbio (2.4€). Ecnn agonyctuts, 4to
TEeNNoeMKOCTs PacTBOPEHHOr0 B BOAE ra3a M3IMEHAETCA NO TOMY JKE 3aKOHY,
Y4TO W ra3a, HaXOAALUErocA C HUM B PaBHOBECUMMW Haf PacTBOPOM, U OTNMYAETCA
OT 3TOrO ra3a TONLKO HA MOCTOAHHYIO BENWUUHY, TO TOrAa ANA rasa rasoo6pas-
HOIt a3kl MOXHO 3anucate: Cp = a + bT + ¢T™° . AHanormyHoe ypasHeHue AnA
PacTBOPEHHOrO B XMAKOCTH rasa Cp =a + bT + CT"2. Pa3HocTb 3TUX Tennoem-
KOCTeit AaeT NOCTOAHHYI0 BenuuuHy: ACp = Aa = const. ITo NO3BONUT Bbipa-
31UTb N3MEHEHWe 3HTaNbNUM cneaylowmm obpasom:

AHY = AHS58 + ACpT +c,

rAe € — KOHCTaHTa uHTerpupoBaHuA. MoacrasnB 3to BeipaweHue B (2.69),
nonyYnMMm: ’

., T dT T gT T dT
InNN7=InNy95 +1/R |AH29s [ — + ACp [ - +c f -
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Pewan 31y 3aBMcuMOCTb U 0BBLEeAMHRA NOCTOAHHLIE, NONyYaeMm cneayloLuee
ypasHeHue:

InN=A+8/T+cinT. (2.70)

3aect A, B n ¢ — KOHCTaHTbI, XapaKTepHble ANA 4aHHOW Napbl MUAKOCTb—ra3,
noabupaemMsie Ha OCHOBAHUM ONbITHbIX AaHHbiX. Cornacue ONLITHLIX AAHHBIX
npu pasHbix TemnepaTypax C ypasHenuem (2.70) pomkHO cBUAETENLCTBOBATL
0 NpaBUNLHOCTU NpeanonoxeHuA, 4to ACp = const.

OnucaHue MaMeHYUBOCTWM KOHCTaHThI (eHpu B Boae, a CneaoBaTensHO U MONb-
HOMX RONW MPWM NOCTOAHHOM [aBNEHWWU AAHHOTO ra3a, KaK YHKUMKO Temnepa-
Typbl ¢ NoMoOwblo nonuHoma (2.70) ucnonssosanu A.0. 3nu (1939, 1944),
A.H. Tny u 3.A. MenBun-Xsio3 (1953), T.Ox. MoppucoH u H.B. JxoHcToH
(1958), I A. MoHTromepu, H.C. Tom u A. Kok6an (1964) uap.

YpaBHeHue, onpegenAollee W3MeHeHUe MONbLHOW AONW NPYU MNOCTOAHHOM
AaBneHWu rasa npumert Bonee cnoxHbIi BUA B TOM CNy4ae, eCNv 3aBUCMMOCTb
NPUPaLWEHMA TeNN0EMKOCTH OT TeMnepaTypbl NPEACTaBUTL B8 BUAE NMHEHHOrO
YPaBHEHWUA ACP = Aa + AbT. YpasHenune (2.€9) torpa npeobpasyercR K Buay
InN = A" + B/T + C' InT + D'T. 3ro ypasHeHue NPUMEHANU, B YaCTHOCTW,
E.WN. Fpun u A.K. Kapput [56] ANA ONUCAHMA HACbIWEHUA BOALI KUCAOPOAOM
Npu pasHeIX TemMnepaTypax. HakoHey, annpoKcMMauuio U3IMEHEHUA Tennoem-
KOCTW PpacTBOPEHHbIX B BOAE ra3os OT TEMNEPaTypbl MOXKHO NPOBECTW HEe3aBw-
CHMMbIM YPaBHEHNEM, 3HaNOMMUHLIM M0 CTPYKTYpe ypasHexwio (2.4€) anA rasos.

' YpaBHeHue npupalieHnA TennoemMKocTn Ttoraa Gyaet umets ¢opmy ACp =
= Aa + AbT + Ac/T?. Pewan ¢ nomowsto ero (2.69), NpUX0AUM K cneayowwen
33aBMCUMOCTH

inN=ag +a3,/T+a,/T? +asinT +a,T. (2.71)

Taxum 06pa3om, BUR YPABHEHUA, OTPKAIOLLErO PaCTBOPUMOCTb Fasa B XHUA-
KOCTH KaK (YHKUMIO TeMNepaTypbl, ONpeaenAeTcA WCXOAHbIM YpaBHEHUEM
NPYpaLLEHUA TeNNOeMKOCTU. TaK KaK ypaBHeHWe TennoeMKOCTU NPOU3BO/MbLHO
3apaetcA NwBOW annpoxkcuMmalmelrt ONbITHLIX A3AHHBIX, TO YPaBHEHUe, ONKUCHIBAIO-
ee HachiLeHWe rasom XUAKOCTU NPU Pa3NUuHLIX TeMnNepaTypax,MoxeT MMeTb
nobon N KaKkoW yrogHoO CNoXHbIA BUA. BO3HUKaeT BONPOC: HaCKONLKO ueneco-
06pa3Ho YCNOXXHATL 3TO ypaBHeHue?

-B.B. BencoH n [1. Kpayae [52] ucnonb3aosanu cneayloumin Tpexuned ypasHe-
HuA (2.71) :

“InN =aq +a/T +a,/T2. (2.72)

MNpu 3TOM OHWM NOKasanu, YTO AONOMHEHUE 3TOro NONUHOMA NOCNEAYIOLIUMHU
YneHamu He yNy4ywuT BOCNPOV3BOAWMMOCTb 3KCNEPUMEHTanbHbIX JaHHbiX. Yne-
Hbl ypaBHeHuA (2.72) npeacraBnAloT cobod pa3noeHue B PAA NO CTENEHAM
1/T. B 3atoM cnyvae pazHOCTb TeNnoeMKocTeid AO0MKHa ObiTb OnpeaeneHa 3aBu-
cumocteto ACp = Ac/T?. CnenoBaTtensHO, ypaBHEHWA TennoeMKocTew raso-
06pa3Hoil M pacTBOpeHHOW B Boge (a3 OTNUYAIOTCA Mexay cobol Ha TpeTui
BUpManbHeld KoadduumeHt. B panbHerwmnx pacyerax Mol Byaem ucnonb3oBats
npaHHble B.6. BeHcona u []. Kpayse [52]. ]

N3 (2.€7) cneayeT, ¥TO u3MeHeHWEe MOMNbLHOW AONK ras3a 8 pacTBOPe He OAHO3-
HaYHO CBA33aHO C AaBNEeHWEM, HO 3aBUCUT elle OT BENUYMHbLI KOHCTaHTbt MeHpu.
3anas NOCTOAHHLIM AABNEHWE AAHHOrO ra3a, paBHbiM 1 aTMm, MO U3MEHEHWIo
MONbHOW QONM PacTBOPEHHOro rasa MOXXeM CyAuTb 06 M3MEHEeHWU KOHCTaHTbI
leHpu c TeMnepaTypo#.

ByaeM VM3MEHRTh TeMnepaTypy TaK, 4ToGbl MONBLHEA AONA YBENWYWNACL RO BAWHULbI.
Toraa (2.72) npespaTUTCA B TpexuneH, PaspelnuMbii OTHOCUTENLHO Temnepatypel: 8, +
+a,/T+a,/T=0. .
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MonyweHHOE 3Ha4eHWe TemMnepaTypbl COOTBETCTBYET rMMNOTETHYECKUM YCNOBWAM, Npu
KOTOPLIX DNBCTSOPEHHBbIW a3 AOBEABH RO WACTOFO XXMAKOro COCTORHWA (ecTecTseHwo,
CO CBOWCTBAMM GECKOHEWYHO pa3BasneHHOro pacteopa), KOMcraHTa eHpw pasHa eauHnue
W AdBNneHWe 3TOoro rasa Hag ero »uakow drasoin pasHo 1 atm. U3 06BACHBHUA OYEBUAHO,
4TO nonyueHHaR Temnepatypa (T, ) 6yaeT npeacTasnATL TemMnNepaTypy KUMNEHWA rMNoTeTH-
YeCcKOro ras3a NpyM CTaHASPTHOM A8BNaHUN. HAacKONLKO 3Ta BENMSMHA OTAKY3ETCA OT Temne-
paTYpbl KUNEHWA PEANLHOND CXKVXKEHHOTO  F33g, BUAHO M3 CNEAYIOWEro COMOCTaBMEHUR:
HopMmansHan Temnepatypa kunenwun (Tp) kncnopoaa pasva 90K. MonyuyeHnoe no ypaswe-
Hwo (2.72) npu N = 1 aunavenme 7, = 168,22 K. AnR renna Tp = 4,3 K, a T, = 13089.
OnA aaova Tp = 77,3 K, a T, = 163, 22 K. 370T npumep Npn3saH NpOWNNIOCTPUPOBAETL
cneayowee. HecMoTpa Ha TO, 4TO ypasHenue (2.72) xOpowio OnuchIBAET n3MeHeHWe pacT-
BOPUMOCTV ra3aa ¢ TemMnepaTypoil, rUNoTETUUECKOE UAKOE COCTORHWE WMCTOrO PaCTBOPEH-
HOFO BEULeCTBa CYLUECTBEHHO OT/IMMBETCA OT CBONCTE peansHOro CXKVDKEHHOro - rasa.
Mo mMepe W3MeHEHWA KOHUEHTPAUMM PacTeOpa CBOWCTBA PaCTROPEHHOrO ra3a BCe BPEMA
n3meHAOTcA. He cneayeT 3a6b1BaTh, 4TO TemMnepatypa KvuneHnA T, MNOTETUYECKOTO YKCTO-
o CHMVXEHHOro r33a MOXET 6biTh pasnM4HOW ANA Pa3Hbix PacTBOPWUTeNaW, NMOCKOMbKY
CBOWCTBA pacTBOPEHHOr0 KOMNOHEHTa B GecxkoHewHo paaBasneHHOM pacTsope 3aBMCAT OT
CBOWCTE pacTBOpUTEenA.

Wcnone3yA dopManbHble NPeACTARNEHUMA O MUNOTETUHECKOW Temnepatype.
kunewwA, B.B. Bexcon u J1. Kpayse npuganu ypaeHenuto (2.72}) creapyowmir
Bwva:’

NN = AT, /T — 1) + Ay (T, /T —1)2, (2.73)

KoadpduiumeHT A, nNponopuucHaneH NPUPaWEHUo TEMNOEMKOCTH B TOuKe
Nepexoaa XuAKoW hasbl B raszoobpasHyld ApW rMNOTETUYECKOW TemnepaType
T1. WHTepecHo, 4TO ANA Bcex HENONAPHLIX Fa3oB 3Ta BENWYMHA OKasanach No-
CTORHHOW U pasHoin 3€,865.

[AnA ananazoHa NPUPOAHLIX CPea, C KOTOPbIMU MMEET ReN0 NNTONOI, MOXHO
cpaenark cCleayrolune BbiBOAbI.

1. C nosslweHeM TeMnepaTypbl CUCTEMbI PacTBOPHUMOCTS BCeX ra308 yMeHb-
waeTtcA. Ecnu pactBopunocTe Kaxaoro rasa npu 0 C npuHATe pasHow 100%,
TO, KaK BMAHO U3 puc. 2.12, cHUuXeHWe PAacTBOPMMOCTH C NOBbILEHUEM Temne-
paTypbl Yy Pa3sHbix ras’oB NMpPOUCXOAUT no-pa3Homy. HanGonee wyBcTBUTENBHBIM
B 3TOM OTHOLEHUN ABAAETCA YrNEeKUCNbIW ras, a HauMeHee YyBCTBUTENbHLIM —
@30T, NPeACTaBNALUMYA OCHOBHOW KOMMNOHeHT atMocdepsl. MoatoMy B Hanpas-
NEHUN XONOAHLIX KNUMATUYECKUX 30H BOA3 M3OGMpaTenbHO HAaCbiWAeTCA yrine-
KMCAbIM ra30M NO CPABHEHNIO € OCTaNbHbLIMU KOMMNOHEHTaMK atMocdepbl.

2. B CBA3IY ¢ pa3sHbIMW 3HAYEHUAMUW KOHCTarThl [[eHpH, rasoBeIN COCTaB BOAbI
OTNMYAETCA OT Ma3’oBoOro cocrasa arMocdepsbl, YTJ AEMOHCTPUPYETCA Ha puc. 2.13.

" YpasHeHue (2.67) nonyYeHo ANA ycnoBWWA PABHOBECMA KOMMOHEHTa B ra-
30804 M xmaKoW haze. CaMmo e 3TO paBHOBECHME ONPEAENANOCh PABEHCTBOM
XUMUYECKUX MOTeHUManos. M3 paHee M3INOMXEHHOro MaTepuana AOMKHO 6biTb
ACHO, YTO.pasHoBecHe MOXeET ObiTb ONPEAeNeHO PAaBEHCTBOM XUMUWYECKKX NOTEH-
UManNoB TONbLKO ANA 3aKPbLITON cUcTembl. MOXHO N NPUMEHATL B ITOM Cllyyae
3akoH [eHpn K aHanuM3y npupoaHbIXx NpoueccoB? MoxxHO nu, Hanpumep, no
COAEPXAHMIO KAKOro-nnbo pacTBOPSHHOro aTmocthepHoro rasa 8 peke, o3lepe
WM OKeaHe CYAWMTe O TOM, YTO HacbluleHa faHHan BOAA 3TUM Fa3om Unu Het?
OTeet ponxkeH GbITb NONOXKUTENLHLIM. Mb) cCaMK OrpaHuuMBaeM pa3mMepbl cUcTe-
mbl. Oi'paHnyeHue MOXHO CAeNaTb TaKMM, 4TO B cUcTeNy ByaeT BKIOMEH AaH-
Hbi BORHbIA 06K T M BCA aTMocdepa.

(MposeaeHHbIN Bblle aHanNM3 B NONHOW MEpe MOXHO NPUMEHUTL He TONLKO
K WUAKWNM, HO U K TBEPALIM PacTEOPaM, XMUYECKUA NoTeHunan — 3To TO U3me-
HeHue 3xeprun [nbB6ca Bcen cucTemsbl, KOTOpoe npoucxoauy npu aoGaBnennn
KaKoro-nnbo KOMMOHEHTa B pacyeTe Ha OAVH MONbL 3TOr0 KOMNOHeHTa. Ecnu
CUCTEMA COCTOMT M3 ABYX KOMMOHEHTOB, TO CYMMUpPOBaHUE MX XUMU4ECKNX
noteHunanos onpeaenneT _3Heprmio M66ca_ ABYXKOMNOHEHTHOrO EACTBOPA.
Takum obpasom G,y6y = G, + G, = H, — TS, + H, — TS,. Ecnu o6pasytoTca
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Pue. 2.12. PacteopuMocTe ra3oe 8 Boae, Kak DYHKUMA TeMAepaTyps!

Puc. 2.13. Conoctasnenne razoBoro COCTaBa aTMOChephl C PACTBOPEHHLIMU ra3amy BOAbI,
HaxoARWKUMMCA B pasHoBecnn ¢ aTMmocdepoin
o

'raepnue uaeanbHble PacTBOPsl, TO _COFNACHO Y)KE BbIABNGHHbIM 0coBeHHOCTAM
H=H", ana ocHoBaHuM (2. “1) s$= S — RInT.. inA uaeansHbiX pacTsopos
noaTomy Gopu = HY — TS} +H; —TS; + RT (InN; +InN;); Gy =GS +
+G3 + AT In NyN,. Nockonsky N{ wu N, o6a meHbwe eaunnubl, TO
RTInN,N, <0. B cBA3u ¢ 3TuM

Gre. pacTs < (G? + G;) .

OueangHo, 06pa3zoBaHve uKAeanbHbIX TBEPAbIX PacTBOPOB CONPOBOXABETCA
NOHWXXEHUEM CBOBOAHOW 3HEPT UK.

Koraa peyb wna o TOM, 4TO B TeNNbiX OKeaHNWYeCcKux Bogax obpa3yeTcA apa-
roHuT, c8o60AH3aA 3HEPrvA KOTOPOro BbllUE, YeM Y KanbyuTa, TO YKa3bliBanoch,
4TO YCTOWYMBOCTL aParOHWUTY MOTNa NPUAATb NPUMECHL CTPOHUMAHUTA. TaK Kak
TUN KPUCTANIMUYeCKOR PeWweTKn y STUX MUHEpPaNnoB OAWH W TOT Xe, TO NPUHUK-
nNuanbHo MOXHO 6LINo AoNYcTUTs 06GpPasoBaHUe Takoro TBEpPAOro pacTeopa.
CB060AH3A 3HEPrUA CTPOHUMWCOAEPIXKALEro aparoHuTa Gyaer Huxe cBoboaHOM
aHeprun Kansuuta. OQHEKO TaKOe pelieHne 330a4n HaATaNKUBAET AWWIb Ha NYTb
3KCMEPUMEHTaNsHOM NPOBEPKM: AANEKG He BCerAa PacTBOPAIOUIMECA ApYr B
APYre KOMNOHeHTbl 06pa3yr0T naeansHelie pacTBopsl. MoxeT 0Ka3aTbeA, 4TO Npwu
cMelleHn ABYX KDMMOHEHTOB u3MeHeHMe 3HTanblMK BHECeT TaKoW BKNap,
KOTOPbIA CHUBENUPYeET W3IMeHeHUe 3HTponuwu. Ecnu Gbi He 3ToT dhakTop, TO B
NPUPOAE HUKOr B3 He BCTPeYanuch Gkl YMCTLIE KpUCTaNNb.

Pacreopel anexTponutos. B cnyuamax, KoTopsbie paccmaTrpuBanuch pawee,
napunanbHoe AaBnreHWe KOMNOHEHTa HaAa PacTBOPOM MOXHO 6bIN0 OnucaTe
cneayoumm cBo6WeHHbIM YpaBHeHWEeM :

Pe=Nyrp5. (2.74)

B atom ypaBHeHMM 5 — NOCTORHHAR BENHYMHA, OTANYHAR OT eAUHULbI NpPW
NOAYMHEHWN PACTBOPEHHOrO KOMNOHEHTa 3aKOHY [eHpW, U paBHaA eauHULE,
ecnu KOMNOHEHT A onuckiBaeTCA 3aKOHOM PaynAa. CTporo roeopn, B ypaBHeHUn
(2.74) BmMecTO nNapumanbHbix A3aBNEHUA A0MKHbLI 6bINKU Obl CTOATL NETYYECTH.
Ho aaBneHue napo8 KOMMNOHEHTOR, C KOTOPbIMKM WUMEIT Aeno NP pelueHuu
NUTONOMMYECKNX 33Aay B NMPUPOAHBLIX CUCTEMAX TaKOBO, YTO Pas’HULA MeXAY
NapumKansHsIiM 4aBNEeHWEM W NETYUYECTbIO COBEPLLEHHO HecylulecTBeHHa. Ecam no-
BeAcHWEe KOMTMOHEHTa PacTBOPa YKNaabiBaeTCA B PaMKMW KaKoro-nu6o u3 yka-
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Tabnuua 2.13
Copepianme XNOpUCTOro BOAOPOAA B PaCTBOPE M NaBNeHWe ero napos

mycl PHC, atm Plyn® atm P, atm
4 2,395-10°° 356.10™ 380-107*
5 6974 .10°° 8,44 .10 9,14.107*
6 1,842 -107* 1,89 .107° 2,07-10°%

g 4579 -10™ 4,09.107? 454.107°
8 . 1,110-1073 881-.10"2 9,92.107?
9 253 -10°° 1.82.10? 2,07-107*
10 55261073 3,62 10 417-107?

* H/g — He AMCCOUMMPOBAHHbIA,

33HHbLIX 33KOHOB, TO CNPaBeANUBbLIM ACMKHO ObiTb NOCTOAHCTBO cneaytowero
OTHOLIEHUA

P4IN = const. (2.75)

Wccneayem, HacKoNbKO NOAYMHAETCA 3TON 33aKOHOMEPHOCTU PacTBOP XJ10pu-
cToro Boaopoaa B soae. Bocnonb3ayemMcA anA 3TOM uenu TwaTtensHO BbINONHEH-
HbIMW 3KcnepumeHTamu BatecoHa u Kupwmana. PesaynbraTel u3amepeHuA gaene-
HUA XJTOPUCTOr O BOAOPOAA Haf COOTBETCTBYIOLWMUM BOAHBIM PacTBOPOM 83ATbI
u3 pabotet I.H. Mbloncanw M. Penpganna [26] u npuBeaeHbl B NepsbiX ABYX
rpachax Tabn. 2.13. 3aeck KOHUEHTPaUMA BbipaXeHa B MONANBHOCTW — KONM-
yectee monen HCI, pactBopeHHbIx B 1 Kr H, 0.

AnA ucnons3oBaHMA 3Toi Tabnuubl NPy nposepke 3aKoHomepHocTn (2.75)
Heo6X0AMMO BHauane onpeAenvTb MONbHYO AoNtD. MonbHaAR AONA KOMNOHEHTa
CBA33aHa C MONANBLHOCTHIO W3BECTHOW 3aBUCHMOCTbLIO

Nuci1=muci/(65,61 + muc)),

rae 55,51 — uncno monei soabl B 1 kr. Ecnu 6bi XNOpUCTLIA BOAOPOA, NOANK-
HANCA KaKOMY-TO M3 PacCMOTPEeHHbIX HaMU paHee 3aKOHOB, TO cornacHo (2.75)
OTHOWeHne

Pucilmycy + 55,61)/myc)

He AOMKHO 3asuceTb OT Pyc) WM myc) u Bceraa 6uiTh NOCTOAHHLIM, Mepecuer
AaHHeIX BartecoHa n Kupuwmana, npvsegeHHbIh 8 TpeTbein rpade Tabn. 2.13,
He NOATBepXAaeT atoro. Mu MoxeM y6eanTbcA, YTO U Napskl BOAbI Haa PacTBO-
POM XNOPMCTOro BOAOPOAa TaK>ke BeayT ceba cTpaHHbIM o6pa3om.

[AnA naeanbHbIX PacTBOPOB, T.6.TaKUX, KOMMOHEHTb! KOTOPLIX NOAYAHAIOTCA
3akoHy Paynn, napuunansHoe AaBneHue NapoB BOAbI ONPEAENAECTCA N3 OYEBUAHON
3aBUCMMOCTH

_ o
PH,0=Nu,0 PH,0.

Ecnu 6b1 xnopucTelit BOROPOA B pacTBope Ben ceb6A KaK eAuHbIA KOMMNOHEHT
uaeanbHOro PacTeopa, TO TOTAa NapuvanbHoe AaBneHne BOAbLl MOXXHO 6bino 6bl
onpeaenUTb N3 CNEAYIOLWLETO BbiPaXXeHUA

PH,O = 55,61 P‘;{,o/(55,51 +mucy).
Ha puc. 2.14 n3o6paxeHa 3Ta 3aBUCUMOCTb, paccunTaHHan no AaHHbIM WU.E. Bo3-
HeceHcwkon u TN, Mukynuna [8] anA peanbHOro AasneHwWA nNapoB BOAbLI Haa
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Puc. 2.14. NapunansHoe nasnenve napos H, O Haa pacT- 7

BOPOM XNOPUCTOr0 BOAOPOAA /3"‘ 0 770 amm
7 — HCl senetr ceb6A Kak OANH KOMNOHEHT; 2 —

HCI pacnagaeTcA Ha apa KOMMOHeHTa; 3 — peanbHoe JU|

AaBnexsne Napoe

PacTBOPOM XNOPUCTOro BoAoposa. OTnuumnA B no- 7
BeLEHMM NapOB BOAbI HAA PeanbHbiM W uaeans-  ,,|
HbIM pacTBOpPaMM HacTYMaloT yXXe Npu KpaiHe 2

HU3KUX KoHueHTpaumAx HCI Tpu HU3KUX KOH-
UEHTPAUMAX 3TU OTNIUYUA MOXKHO OAHAKO CY-.
WEeCTBEHHO YMEHbWUTb, ecNU NPUHATL BO BHU-
MaHWe AWCCOUMALUI0 XNOPUCTOTO BOAOPOAa B 5y
soae. Byaem cuutare, 4YTo CONAHaR Kucnota
NONHOCTLIO AUCCOUMMPYET HAa WOHbL. Toraa
MONbHAaA AONA BOAbl ONPEABNUTCA ChefytoWuM

o6pazom: Ny, o =55,61/(65,51 + my+ + mcr). J
Ho nockonbky my+ = mgj- = mycl, TO e ca- ‘;. ,27 ,3- =
MO€ MOXHO 3anMcaTh Yepe3 HeWTPanbHyl Conb: HCL

NH, 0 =55,51/(55,51 + 2muc)). (2.76)

Pacyer paBneHwA nNapoB BOAbI C UCNONb30BaHWEM 3TOM MOABHOW AONW AaeT
6nn3Koe COOTBETCTBME C peanbHbiM AaBNeHWeM Napos B 06NacTM HU3KUX KOH-
LeHTPauui CONAHON KMCNOTbl. Ho ANA BLICOKUX KOHUEHTPaunin sce xe Habnio-
AawTcA Gonbuive pacxoxaeHuA. B obnactu npusegeHHbIX B Tabnuue MoONAnb-
HoCTe oTHoweHne Py (2mycy + 55,51) /myc) Takke OKa3bIBAETCA HENOCTO-
AHHbIM, Y4TO BUAHO U3 4-i4 rpadl Tabn. 2.13.

MpuBeaeHHbIW NpUMep NOKa3biBaeT, YTO NOMMMO PacCMOTPEHHbIX PpaHee,
CyLLECTBYET euwe OANH KNace PacTBOPOB, Y KOMMOHEHTOB KOTOPLIX OTHOLUeHUe
napukanbHOTO A3ABNEHMA NapOB HajA PacTBOPOM K NapuvantHOMY AaBNeHWio
Napos HaA YACTbIM KOMMOHEHTOM He CBA3aHO C KOHUeHTpauuei NUHeHHOMU 3a-
BucumocTtelo. [InA Takux pacTBopoB ypasHeHue (2.55) ocraHetrcA He Gonee,
4yeM ofnpeaeneHUeM XWMHUYECKOTO NOTeHUWana, He WMEIOWMM NPaKTUYECKOTo
NpUNOXeHUA, ecnu He GyaeT HallaeH KAKOW-TO BbIXOA NO CBA3N KOHUEHTpaUUW
C aKTMBHOCTbIO. :

B nouckax Takoro BbIXOA3 BCMOMHWM, YTO 3aKOHOMEPHOCTU W3MEHEeHUA
AaBneHUA Napos BOAbI HAaA PaCTBOPOM NPU HU3KOW KOHLEHTpauuu pacTBOPeH-
HOrO BEWeCTBa fyYwe ONWCbLIBAIOTCA COOTHOWIEHWEM (257} npn ycnosum
fIONHOW AWCCOUMAUMM BTOPOrO KOMMOHeHTa, D70 He cnyvanHo. CyuwlecTsyer
PAA haKToB, NOKa3bIBAtOWMX, YTO MHOMME COEAMHEHNA, UMEHYeMble 3NeKTPo-
ANTaMK, NONaB B PacTBOPUTENb, UCNbITLIBAOT AMCCOUMaUUIO Ha UOHLI, Mo3aTomy
ypasHeHue (2.55) uenecoo6pasHo NPUMEHATL He KO BCEMY 3MEKTPOAUTY, a K
0TAenbHLIM MOHaM. Toraa ANA PacTBOpPa XNOPUCTOro BOAOPOAA BMECTO OAQHOTO
YPaBHEeHUA XMMWYECKOro NoTeHuuana NoABATCA ABa:

uH* = pgs +RT Inay+;

Hct =#(0:'l>:( +RTIn aci-.
B obwem Buae ANA OTAENBHOro UOHA
y,-=p?'* +RTIna;, (2.77)

rae a; — aKTUBHOCTb KaKoro-nu6o uoHa. Henb3A ckasaTte, 4TO 3TMM AOCTUTHYTO
pagukanbHoe peweHue Bonpoca. Hao6opoT B TakoM cnyvae TepAETCA BO3IMOX-
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HOCTb CBR3W KOHUEHTpPauun C napumanbHeiM gasnexHveM. Kpome toro, npu no-
AO6GHOM pasneneHvM NpeanonaraeTcA, YTO UOHBI B PacTBOope BeayT ceBR Hesaeu-
CUMC, K3K MaeanbHbie rasbl, B YeM BUABH OT3BYK NpPeACTaBNeHUi, BbiCKa3aH-
HeiIX B cBoe BpeMA C, AppeHnycoMm. B neicTenTenbHOCTK He BCEraa 3NeKTPORUT
NONHOCTLIO PACcCNafaeTCA Ha WOHbI. YaCTb 3apAXEHHbLIX YacTUL MOXET co3faeath
KOMNJIeKCsI N 06pa3oBbIBaTh MOHHLIE Napbl, OAHAKO KONWYECTBEHHAR KapTy-
Ha TAaKUX CBA3EW AaneKo He 0AHO3HavHa. Tak, Hanpumep, P. PoGurzoHn u P. CTokc
CYMTAIOT, YTO eCTh Uenblid Knacc 3NeKTPONUTOB, KOTOPbLIE NONHOCTLIO pacna-
R3OTCA Ha MOHbI. OHKU NULLYT YTO '3TOT KNAacc BKNOYaeT 8 ce6Aa BoAHbIE pacTBo-
pbl TanoOreHVWAOB WENOYHbIX METannoB, FanoreHnaos v NepxnopaTos Nepexof-
HbIX MeTannoB. OCHOBHLIM KpUTEpPMEM NPUHBANENHOCTH 3NEKTPONUTa K AaHKO-
MY KNBCCY CRNYXXWT OTCYTCTBME TOHHbIX AOKa3aTeneCTB 06pasoBaHUA Kakux-
nmbo dopm accoumaumun. MNMockoneKy CRNpaseannsocTbk TAKOro A0Ka3aTenscTsa
MOXeT 6biTh OTYACTV BONPOCOM NWUYHOIO MHEHWA (3To B Nepayto O4epesb Kaca-
€TCA [lOKa3aTenbCTBa acCouMauuu MOHOB) , TO HEBO3MOXHO B AAHHOM NYHKTE
AocTvub obwero cornacvr’” [33,¢.71].

B pansHedwem npu aHanKkse WOHHOrO COCTaBa MOPCKOW BOAbI, Mbl KOCHEM-
CA TeX CNOMHOCTEN, KOTOpbIe BOZHUKAKT NPU MONLITKaX BLIAGNEHUA accolua-
ToB. Ho ceitvac npumem (2.77) wxax nepsbiit 3Tan OTPaX@HUA KOHLEHTPauu
WOMB U CBA3AHHOIO C He XMMKUYECKOro noTeHuuana.

" AnanoruyHo (2.64) sseaem 0603HaveHMe

a;=N;fy, (2.78)

rae f; — B oTnnume oT (2.64) He NOCTOAHHAA, a NnepemeHHaA BenuyuHa. O6ve-
anHAR (2,77) n (2.78) Haxoaum

g =W5™ + RTInN,) + RTIn?,. (2.79)

BuipaxeHue B ckobkax aHanoruuHo (2.58), T.e. NpeACTaBNAET XMMWU4ECKUA
NOTeHUMAN MOHa /, KOTOPLW Beper cebA, kKaK KOMMNOHEHT WAEANBHOro PacTao-
pa. MHoxmTens £, CTOAWMHA NOA 3HaKOM Norapuima, “UcNpasBnRAeT’’ XUMUYECKUIA
NOTEHUMAN C YWEeTOM BCEX OTKNOHEHUA NOBEAECHUA DPEanbHOrO KOMNOHEHTa
N0 CPaBHEHWIO C uaeanbHbIM. Mpu 3TOM Kawaok Ny cooTeBeTCTBYET CBOW MCNPaB-
NAIOWWA MHOXUTENb ;. 3TOT MHOMWTENb NONYYNN Ha3BaHue ’''paunoHansHoro
Ko3pduueHTa aKTUBHOCTH". PaunoHanbHbin KOIMHUUMEHT aKTUBHOCTH, KaK
U aKTuBHOCTb, Ge3apasmepeH. YpaeHeHne (2.79) npeanonaraer, uto 8 6ecxo-
HeuyHo pasbaBneHHbIX pacTeopax f - 1 1 pacTEROpPeHHOEe BewecTBO BepeT ceba
KaK KOMMOHEHT uAeansHOro pacTteopa. 3TO NpeaAnonoXeHUe 4OCTaTOYHO apry-
MEHTMPOBAHO TeM, NTO BCe pacTBOPeHHblie BeulecTBa B GeCKOHeyHo pasbasneH-
HOM PACTBOPE NOAYUHAIOTCA 3aKOHY eHpu.

Ha npaxituke O6LIYHO NONL3YIOTCA MONANBHLIMK KOHUEHTPAUNOHHLIMIA
eavHuuamu, MHOXMTeNnb, NPUBOAAWIMA B COOTBETCTBME AKTUBHOCTL WM KOH-
UeHTPaUWIO, BLIpaXEHHYI0 B MONAX Ha Kr H, O Ha3wiBaloT npakTHYecKuM Koad-
DUUMEHTOM aKTUBHOCTU 1 0B03HavaloT cumBonom v. CBA3bL ero ¢ paunoHanb-
‘HbIM KO3 IUUMEHTOM aKTUBHOCTW YCTaHaBAMBAIOT TaK, YTOEbl XUMWYeCKWiA

noTeHuuan He 3asucen oT GOPMbl BLIPAKSHUA KOHUEHTPauuKn. B cooTBeTcTBUM
€ 3TUM CPaBHMBAIOTCA ABe LWKanb!

ws=uf (N) + RTInN;f;;
¢ = pg (m) + AT Inmyy;.
°accmorpuM CBA3b KOIHUUMEHTOB aKTUBHOCTI 3TUX LLKEN HA npumepe MOHOB

xnopa. Tak KaK pcy- He 3a8MCUT OT KonueHTpupoaaHHou wxane!, 1o ug, - (V) +
+RTIn [mc| /(58,51 + 2myay)] fa- = “Cl (m)+ RTInmcr-va1-.

HE-W) — 1&y-(m) = RTIn(55 51 + 2myuq) + RTInlyar-/far). (2.80)
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Wcrnonb3ayemM rpaHuivHble ycnoBuA. B coorsetcTBuM C 3akoHOM [edpu npwn
mci- >0, yo- > 1y fo- > 1. Torpa anA BeckoHeyHo paabaBneHHOMO PacTBOPA:

U5 im) = uS(N) — RTIn55 51, (2.819

MNoactasnAem nonyyeHHoe ebipaxeHune B (2.80) u yunTwiBaem (2.76). B pe-
3yNLTaTe 4ero HaxoanMm

Ya- = fa-Nu,o. (2.82)

OueBUAHO NPU HU3KKUX KOHUEHTPAUUAX Yci- U fol- HE CUMLHO OTAMYBIOTCA
Apyr oT apyra, nockonbky Ny, o~ 1. BawHO 3pece Apyroe: npu nepexoae
OT MQnbHLIX A0fAeW K MONANLHGCTU WU3MEHAIOTCA YCNOBWA CTaHA3PTU3aUKK,
uto BuAHO u3 (2.81). MpoussepeHue m;7y; TOXE WMEHYETCA aKTUBHOCTLIO.
Ho u 2pech, Nnoka He HailfieHa 3aBUCMOCTb MEXAY /77; U Y; , CBR3b MEXAY KOH-
UEHTPALMENA N aIKTMBHOCTBIO OCTaeTCA HeonpeAeNeHHoM.

Puc. 2.15. Moaens w30nNMecTU4ecKon
N CTeMBI
o
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Kak yxe 6bin0 cKasaHo, ACNYCTUB NOMHYI0O AWCCOUMALMIO PacTBOPEHHOrO
coeAuHeHWUA, Mbli TEM CaMbIM NULLWINCE BO3MOXHOCTW BbIPa3uTe aKTUBHOCTL
MOHOB Yepe3 ux napuvanbHele AaBNEHWA. ITO 3HAYWT, Mbl OTKA33NWCb OT BO3-
MOXHOCTU 3KCNEPUMEHTANBHOIO MONYYEHUA ABHHLIX O BENUYMHE XUMU4ECKO-
ro noTeHuwana, 3afaHHOro no onpeaeneHuio ypasueHuem (2.55). 3aTpynHeHue
MOXHO OBOATH, NPOAEN3B CAREARYICLUUA MbICNIEHKbLIA ONbIT. )

CucTtema COCTOMT U3 ABYX COCYAOB, KOHTAKTUPYOWMX MeXAy coboi Tonb-
Ko rasoobpasHbimn npoaykTamu (puc. 2.15). B kawabii coCya 3anuTo No
55,51 mone# Boast. Mocne poGasaeHmMA XNOPUCTOro BoAOpoAa B razoobpas-
Hylo hasy CUCTeMnsl 4acCTb €ro pPacTBOPUTCA B BOfleé U MeXAy rasoobpasHeim
v pacteopeHHbIM B 06oux cocyaax HCIi ycraHoswutcA pasHoeecue. Mockonb-
Ky ofa cocyAa HaxOAATCA NOA OAHUM 1 Tem xe pasnednem HC! B kaxaom
W3 HUX KONMYECTBO PAacCTBOPEHHOrO XNOPUCTOro BOACPOAA AOMKHO GbiTh 0a-
HUM U Tem xe. Haa KaxasiM 13 HAX OAHO U TO e NapunansHoe AasneHve Na-
poB BOAbl, B cuny Toro, 4To o6a cocyAa B KOHTaKTe C OAHOW W TOW e raso-
ob6pa3Hon hasonn. Tenepb AONYCTUM, YTO B OAHOM M3 COCYAOB XAOPWUCTbIA BO-
AOPOA, PacCTBOPAACE, COBEPLUEHHO He AuccoununpyeT. [InA 3TOM 4aCTH CHCTEMD!
MOKHO 3anucath ypasHeHue [worema—Mapryneca (2.63), cerssiBalouwiee napo-
06pa3Hyo U MuAKYIo thasbl cneaylowmm obpasom:

65,51dInPy o + myardInPyc = 0.
AnR BTOPOrc cocyaa NpuMeM NPOTUBONONOXKHYHK fOCLINKY, COrNacHO KOTO-
poﬁ paCTBODEHHbl“ XHOPMCTbIﬁ BOAOPO4 WCNLITLIBAET NONHYIO AUCCOoUUauUIO

Ha woHbl. CBA3L 'MEXAY KOMMNOHEHTaMW PAcTBOPa ONDEAENUTCA YPaBHEHUEM
Mme6ca—Arorema (2.19) :
55,51dInay o +my+ dinay+ + me-dlnag- = 0.

CornacHo (2.54), aKTUBHOCTL BOAb! MOMXHC NPeACTaBUTb Kak OTHOWeHWe
napuvantHbix AasneHnin

dinayo =dIniPy,0/Py, o) dINPyo.
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Nockonbky P}°-l,0 — AaBneHvWe NapoB BOAblI HaA YWCTOW BOAOW — Benu4vHa
npU MNOCTOAHHOW TeMnepaType NOCTOAHHaA, To din P§10= 0. B pacteope conn-
HOW KMUCNOTbI, FA€ HaMW NPWHATA NONHAA AUCCOUMAUMA, My+ = Mci- = Mycl.
YuuTbiBan 310, 06a ypaBHEHUA MOXHO Nepenncath:

55,51 d|nPH_‘0 +mycydinPyc =0;
55,51 dInPH10 +mHCldhaH’ +Muci dinag- = 0.

O6a cocyaa HaxofATCA NOA OAHUM U TeM ke AaBreHuem napos BoAabl. MNpwu
no6biX M3MEHEHUAX COAEPMAHUA XNOPUCTOro BOAOPOAA B ra3oobpasHon dase
n3MeHeHWe AaBNEHWA .NApPOB BOAb) Y HUX ByaeT wATH NO OAHOMY 3aKOHY. Yun-
TeIBaA 370, 063 ypaBHEeHWA MOXXHO NPUPABHATL NO dInPHzo. 310 npusoAUT
K 3asncumoctu dInPyc) =dInay+ + dinac-. Boibepem HwxHUE npeaens) Tak,
uT06b! OHM COOTBETCTBOBANW CTaHAAPTHOMY COCTOAHWIO, a BepxHue — NPou3-
sonsHOMy. Toraa, nocne MHTEr pUPOBaHUA

(=]
InPyci/Prici= Inay+ fagy++ Inacy- fagy-;
_ o
aycl = an*aci-/ayy acl-- (2.83)
Cenvac BCR CNOMHOCTL CBOAUTCA K ONPEAENEHWIO CTaHAAPTHOFO COCTORHUA.
PaccMOTpUM cHauana M3MeHeHWe XWMWMYECKOr0o NOTeHUWana HeiTpanbHOro coe-
AWHEHWA — xnopucToro Boaopoaa. CornacHo (2.55)

tucl = Mpc + RT Inayq.

3a craunapmoe COCTOAHWE NPUHWMAETCA Takoe, koraa aycy = 1. Toraa pyc) =
= ppic). YTo 3TO O3Hauaet? [NA 3NEKTPOAWTA, KaK U ANIA OTAENbHOFO WOHa,
MOXHO 3anucatb Myc1THCl = @Hcl- 4NA Toro 4To6bl aKTUBHOCTL XNOPUCTOTO
Bogopoaa 6bina pasHa eanHMue, HEOBXOAMMO YyBeNUYMBATL KOHUEHTPauuo
HC! ‘w3 becxoHeyHo pa3basneHHOro pactBopa no Mycp =1, HO Tak, 4TOGbI
CBOWCTBa XNOPUCTOr0 BOAOPOAA B BOAE COXPaHWNUCL TaKUMMK e, Kakue nNpu-
Cywy 3TOMY 3NEeKTPOnNUTY B COCTOAHMKM GeckoHewHoro pasbasnenuAa. B atom
cnyvae Ko3dduumeHT aKTUBHOCTM GyaeT Bce BPeMA OCTaBaTbCA PaBHLIM ean-
HULEe. AH3aNOrvYHyio onepauwio NpoBeAeM ANA pacTBOpa, B KOTOPOM npeano-
naraeTtcA NonHaA AauccounaunA. ACHO, 4TO B 3TOM U B APYrOM CNy4aAX Mbl
MMeeM AeNo C rMNOTeTUYeCKUMU pacTBOpPaMu, T.e. TAKUMW, NPU KOTOPbIX Aa3H-
HOEe BEWECTBO MNWU MOH BeAyT cebA KaK KOMMNOHEHTbI UAEanbHOro pacTeopa.
Takum 06paaoM NPU BLIPAKEHUN KOHUEHTPAUWUM B MONANLHbBIX EANHWUAX UFiC],
ME* W HQI- — 3Hepruu Tu66ca, OTHOCAWMECA HEe K YMCTOMY BELLECTBY, a
K~ OAHOMOMANBHLIM WAeanbHbIM pacTBopam. K coxxaneHuo, o6o3HavaloTcA
OHW TaK e Kak W 4uCTble BeuwlectBa. MTak, cTaHgapTM3auuA NpPoU3BOAUTCA
TaK, 4Tobbl agyc) =ap+ =acr- 1. Toraa (2.83) MoxHo nepenucats Gonee
KpaTKo:

aHCl = aHtacr . (2.84)

OT1cioaa cneayer, 4TO aKTUBHOCTb [AHHOM0 BEWECTBAa PaBHAa NPOU3BEAEHUIO
aKTUBHOCTH ero uoHoB. [lepenuiuiem BbipaweHue (2.84) Tak, 4To6bI aKTUB-
HOCTb BbIpaxanach uepes NPUHATOE OnpeaeneHve (2.54). Torna Pyct = ap* %
xaci- Phcl, FAe Phcl — CTaHAApTU3MPOBaHHAaA BENWYUHA. DTa BennunHa He OT-
BeYaeT AABAEHWUIO MAapOB Hafi YUCTLIM XXUAKUM XNOPUCTLIM BOAOPOAOM, HO AB-
NAETCA NOCTOAHHOW. Ee MOXHO BblyMCAUTL. [ANA 3TOro BOCNONbL3yeMCA KO3g-
thrumeHTaMu aKTUBHOCTH:

Puc/mbic = Yu* Yar- Phicr. (2.85)

Cneea OT 3HaKa PaBeHCTBAa CTOAT 3KCMEPUMEHTanbHO ONpeaenuMble Benu-
uuHbl. CNpaBa — npousBeAeHUe ABYX NepPeMEeHHbIX U NOCTOAHHOMW, HO He onpe-
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Ta6bnuua 2.14

Cpeanuit HONHBIA KO3 DUUKEHT aKTUBHOCTH XNOPUCTOro BOAOPOAa (7. ), pacTBopenwo-
ro 8 BOAe, KK QYHKUNA KOHUGHTPAUUN

m P, atm Pim* . 107 YH* TC1” Y
0,001 4,849 -107'° 4,849 0,933 0,966
0,002 1,884 - 10°'2 4,710 0,906 0,952
0,005 1,121 107! 4,484 0,863 0,929
0,01 4,256 - 10°"! 4,256 0,819 0,905
0,02 1,585 - 107'° 3,988 0,767 0,876
0,05 8,949 - 10°'° 3,580 0,689 0,830
0,1 3,292 -10°° 3,292 0,634 0,796
03 2,673-10°® 2,970 0,672 0,756
0.5 7,444 -10°"® 2,978 0,573 0,757
1 3,401 - 107”7 3,401 0,654 0,809
2 2,116 - 10°¢ 5,290 1,018 1,008
3: 8,099 .10°¢ 8,999 1,732 1,316
4 2,581 -10°° 16,131 3,105 1,762

o,

AeneHHOW BenvuvHbl. B HanpaeneHwn K GeckoHeuyHo pa3BaBneHHsIM pacTBo-
paM peanbHble KOMMOHEHTLI Bce B Bonbwen creneHU NpPUBNUMAIOTCA K KOM-
NOHEHTaM MAeansHOro PacTeopa. ATO 3HaWUT, YTO nNo Mmepe pa3baeneHuA 06a
Ko3hhUuMeHTa aKTUBHOCTM CTPEMATCA K eAWHWUE, a oTHowewHne Pyc/mic
CTPEMUTCA K Pf.’lc‘ CnoXHOCTb CneXeHWA 3a OTHOWEHWEM NapuuanbHOro Aas-
NEeHUA XNOPUCTOro BOAOPOAA K KBaApaTy KOHUEHTPALWUM 3aKNIO4AETCA B TOM,
YTO NpPU MONANLHOCTY HUXXE TPEX MONEW Ha KI, XNOPWUCTLIW BOAOPOA YXe He
CO3AdeT NapumanbHbiXx AaBNEHUI, KOTOPble MOryT ObITb 3KCNEPUMEHTANbHO
onpeaeneHsl. Ho 3TO AaBneHWe MOXXHO paccyuTaTe NO AABNEHUIO NAPOB BOAI,
BOCMONbL30BaBwWNCE ypaBHeHuem [liorema—Mapryneca (2.63). Mo AaHHBIM
Tabn. 2.14, coctasneHHon no matepwanam P. Po6uncona u P. Croxca [33],
MOXXHO NpPOCNeauTb, KaK W3MEHAETCA aHaNU3UPyemMoe OTHOLLMEHWE C YMEeHb-
WeHWeM KOHUEHTpauMn xnopucToro sogopoaa. Puc.2.16, abwepqeuusm Ha oc-
HoBe Tabn. 2.15, cau.u,eTenbcmyeT 4yToO B npenene oTHoweHue P/m? noumer
3navenue, pasHoe 5,1960.107¢ arm. ToraaP/(m?.5,196010°%)= v, v.. B
yeTBepTou rpade tabn. 2.14 npuvsegeHbl 3HaYEHWA 3TOrO NPOU3IBEAEHUA. ViMeA
BO3MOXHOCTb paccyMTaTe npouv3BefeHne KO3IEHUUNEHTOB aKTUBHOCTW, HU4ero
Henb3A CKas3aTb O KawaoMm ko3dduuveHTe aKTUBHOCTU B oTAensHocTu, Mox-
HO NWLWb rOBOPUTL O CPeAHeM Ko3dduuMeHTe aKTUBHOCTH, KOTOPbIA Nnpea-
cTaBnAeT _coBoW KOpeHb KBaApaTHbIA W3 BLIYACNEHHOrO NMPOU3BEAEHWA Yy =

YH* YC1-- 3HavyeHUA cpeaHero Ko3ddMuueHTa aKTUBHOCTW NpUBEAEHbI B
nATon rpace Tabn. 2.14,

AHanorndHeiM 06pasoM MOXKHO NPEeACTaBUTL 3aBUCUMOCTb MeEXAY aKTue-
HOCTbIO PacTBOPEHHOrO XMOPWUCTOrOo HaTPUA U ero MOHaMK, paccMaTpusan Mo-
Aenb C ABYMA COCYAaMW, HaxOAARWMMMUCA Nog obwum aasneHwem napa BoAbl.
CBA3bL MeXAYy aKTUBHOCTbIO XMOPUCTOrO HaTPMA U ero UOHaMMU C YYeTOM ycno-
BUIA CTaHAAPTU33aUUN 33aNUWETCA CNefyoWnUM o6pasom:

o - . 2 — o]
PNac1/PRact = aNa*3c1-: PNact/Miact = YNa* Yo1- PNacl-

Tak kak PNaCl KpalHe HU3KO, pacyeT ero MOMXHO OCYLUECTBUTL, ONPeAenAn
napuuvansHoe AaBneHWe NaposB BOAbI M UCNONbL3YA ypasHeHue [diorema—Mapry-
neca. JKCTPanonNUpPyA nNonyveHHsle AaHHbie A0 m =0, HaxopAT, uTo PRac1 =
= 9,02-107'27 arm. 370 craHaapTHoe (ycnoeHoe) nasnexue napos NaCl Waa
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Puc. 2.16. 3sBncumocTs KOIPPUUMEHTE AKTUBHOCTH XNOPUCTOrO BOAOPOAA OT KOHUEHTPa-
UMKk B BOAHOM pacTeope

-

ero oAHOMONANBHLIM WAeanbHbIM PacCTBOPOM. MHOrAa MOMXHO BCTPETUTL 3a-
MEYaHUA, YTO Takue tubpbl NOKa3LIBAKOT, 4TO GyAaTo 6bi TEPMOAMHAMUKA 3AECH
He NpumeHnma., TepmoauHAMMKA UMEET Aeno C MAKPOCWCTEeMamMW, a npuse-
AeHHOe NapuuaneHoe AasneHue NOKasbiBaeT, yTo oaHa monexkyna NaCl 6yaer
HaxoauTecA B o6beme 4135 . 10°7 m> poanyxa npu obwem aasneHuu, paBHOM
1 atM. MHeHue HacyeT HeNPUMEHUMOCTH TePMOAUHAMMUKK B 3TOM CAyyae owu-
604HO. PEeHOMEHONOruYecCKan TepMoAvHaMUKa He UMeeT eno € Yucnom ABo-
raapo. Ee He nHTepecyeT, CKONbKO MOJIEKYN HaXOAUTCA B NuTpe Bo3ayxa. A
napumansHoe AaBNeHUe HYXHO PpacCMaTpueaTh KakK OGbIMHYI0 MHTEHCUBHYIO
BenuuMHY. YucnenHoe 3HaveHWe 3ITOM WMHTEHCWUBHOW BaNUMUHBLI MOXHO CpaB-
HUBaTL € NGO Apyron ANA BbIABNEHUA HaNPaBNeHWA Npouecca.

Mocne 3Toro OTCTYNNEeHWA BepHEMCA BHOBb K KO3dduuMeHTaM aKkTUBHOC-
Tu. Mocne pacueTa CTaHA3BPTHOrO NAapuWanbsHOro AJaBNEeHWA MOBAPEHHOW CO-
N NOARBAAETCA BO3MOXHOCTL BLINUCNWTL Npou3seaeHue KoadduuneHToB
aKTUBHOCTW MOHa HaTPUA W xnopa. Ho u B 3TOM cny4ae UHAWBUAYaNbHble KO-
GMUneHTbl aKTUBHOCTU OCTAOTCA HeonpeaeneHHbiMu, B Tabn. 2.15 npusege-
Hbl NpousBeReHUA KO3(hHUMUMEHTOB aKTUBHOCTU Xnopuaos u Gpomuaos, pac-
CuMTaHHbie NO matepuanam W.E. Boanecenckoi [7]. W3 tabnuuel suaHo, 4To
npou3seAeHnA KOIPPUUKEHTOB AKTUBHOCTU COCAMHEHWUA, COAepXaWwUX oau-
HAKOBbLIE KATUOHbL! W pa3Hbie aHWOHbI MNW OAWHAKOBbLIE aHMOHbI K Pa3Hble Ka-
TUOHLI, He coBnapawT. Ha nepssvii B3rNAA NPeACTaBNAETCA, YTO 3TO MOXHO
OTHECTWU 33 CNeT DPa3HLIX MHAMBUAYAMNbLHBLIX KOIPEHUUMEHTOB AKTWMBHOCTU CO-
CTaBNAIOWMNX CONk UOHOB. (TpoBepuM 3TO NpeanonoXeHue,

Ha cxonbko otnuuaetcA kKo3ahMUKUEHT aKTUBHOCTM XNOPa NO CPaBHEHWUK
¢ KO3DUUMEHTOM aKTUBHOCTH 6pOMa, MOXHO OnpeaenwuTb, B3RB OTHOWeEHWE
COEAMHEHUA C OAHVUM U TeM Xe KAaTUOHOM. Tax, ecnu NPUHATb, YTO Ko3thdu-
UMEHT aKTUBHOCTU KaXKAOr0 U3 BXOAALMX MOHOB WU3MEHAETCA TONbKO B 33
BUCUMOCTM OT KOHUEHTPAauuu, TO Ha NPOTANEHHUU BCEX KOHUEHTPaUWA RONKHO
6biTb: YH* Yo/ THT Y- = const. Kak o6cTouT Aeno peansHO, CBUAETENLCTBY-
10T AaHHbIe Tabn. 2.1’3 _

Kak suano u3 3Toi Tabnuubs, OTHOWEHWE YCl-/YR- W3MEHRETCA KaK € w3

MEHEHMEM KOHUEHTPauuM Cofin, TaK M C 3aMeHoW KaTwoHa. [lpocmatpwean
A8HHbIE NO rOPU3OHTaNsHbLIM CTOKAM, MOXHO CAENaTe BLIBOA, YTO KU3didu-
UMeHT AKTMBHOCTH XNOP-HOHa 1 GPOM-UOHa B PacTBOpax PasHbiX CONed OAHON
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Ta6nwuue 215
Npouasepenue Ko03PPHNUNEHTOB BKTUBHOCTU Xnopuaos M Spomupaos (7 = 298,15K)

m m
las a3
0,1 0,7 4,0 0,1 0,7 40

HCI 0,6336 00,5960 3.1046 HBr 0,6480 0,6642 5,8350
NH,C! 05929 0,3906 0,3136 NH,Br 00,5655 0,3832 0,3272
LiCl 0,6241 0,5595 2,2801 LiBr 0,6336 0,5883 3,6986
NaCl! 0,6053 0,4449 06178 NaBr 06115 0,4747 0,8649
KCrI 0,5929 0,3957 0,3329 KBr 0,6006 0,3919 0,3329
RbClI 0,5837 0,3697 0,2894 RbBr 05622 10,3660 0,2642
CsCl 05715 0,3306 0,2247 CsBr 0,6685 0,3260 0,2088

TaGnuua 2.16
OTHoweNKE YC)/YBr~ B IBWMCHMOCTM OT BMAAE KETHOHE M KOHUSHTPAUNN PaCTEORa

HYAC[ vw,Ta | e | weYa” | reras | TReTa” | vesver
m THTBr- | YNHYYBro | TLEYBeo | TNe*TBr-( TK'YB:m | TRYBrT | TostYBro
o1 08778 1,0485 0,9850 0,9899 0,9872 1,0026 1,0083
07 . 08973 1.0193 0,9510 0,9372 1,0097 1,0101 1.0141
40 05320 0,9584 0,6336 0,7143 1,0000 1,0054 1,0761

¥ TOW K& KOHUEHTPauuu WUMEICT pa3Hblie Benuunnbl. Pasnuuna atw  crnaxm-
BAIOTCA NPU HU3KUX KOHUEHTPAUMAX W YBeNUYMBAIOTCA NPU BbLICOKUX. [inA
onpefieNieHUA aKTUBHOCTH OAHOW PacTBOpPEHHOW COoAM 3TO He NPeACTaBNAET
nomexu. [AnA ucCNeQoB3aHUA CNOXHbLIX PacTBOPOB 3NEeKTPONMTOB 3ajava on-
peaeneHnA koathuuMeHTa aKTUBHOCTM MOH3 MO CYWECTBY He paspewsuma.
O cTeneHy HACLIWEHHOCTH PacTBOPAa AAHHOW COMbID MOXXHO CyauTb NO Benndu-
He fpPOoM3BeAeHUA aKTUBHOCTEW MOHOB. [ANA 3TOro Heo6xo0AMMO pacnonaratb
A3HHBIMM O NONHLIX KOHUEHTPAUMAX MOHOB (KOMNNEKChI U accouunaTel 3Aech
HE YYMTLIBAKOTCA, NOCKOMbLKY MOAENt Npeanonarana NOMHYID AWCCOUMBLMUIO)
u yx Ko3dpduureHTax aKTUBHOCTU. MOXHO nu yuyecTb KO3(PUUMEHT aKTUB-
HOCTY OTAENLHOrO WOHA, eCNU NPK OAHOW N TOW ME KOHLEHTPaUWK OH MMeeT  Pa3-
NUYHOE 3HayeHWe B 3aBUCHMMOCTH OT KOHA, C KOTOpbiM 06pa3yer cone? JTOro
cAenaTe HeNb3A, NOCKOABKY HET 3KCNEPUMEHTANbHOW BO3MOXHOCTU OTAENUTHL
athdexT, BbI3bLIBAEGMbIA KATUOHOM, OT 3ddexTa, Bbi3biBaeMOro aHuoHoM. Kak
cBUAETENLCTBYET NPUBEAEGHHBIA MaTepuan, onpeAeneHWe Mpou3BeAeHUA KO3d-
GUUNEHTOB aKTMBHOCTU OCYLWECTBNAETCA KOCBEHHbIMU MetoaamMu. Bbin pac-
CMOTPE6H OAWH M3 HUX, HO BCE METOAbl MOCTPOEHbI HA OLEHKE U3IMEHEeHWA
CBOWCTB PacTBOPWUTENIA NO OTHOLWEHWUIO K HeWTpanbHOMY 31eKTPONUTy. A 3To
He No3BONAET 0OHAPYXMTh MIMEHEHUWA CBOWCTB pPacTBoOPUTEnA, NPOUCXOARLUME
nNOA AeACTBMEM OTAENbHO B3ATOrO 3aPAXEHHOrr0 HOHa.

Mockoneky y pa3Hbix coned c O6WMM MOHOM MPU OAHOW M TOW XKe KOH-
UEHTPaunMKM npousseaeHne Ko3(PMDUUMEHTOB aKTUBHOCTEW OKa3bIBAETCA pa3-
HbIM, HE OCTaeTCA APYroro BsIXOA3, KaK ONPeAeNATb CPeAHWA KO3PHUUNEHT
aKTUBHOCTU, B OAVHAKCBOW CTENEHW OTHOCUMDLIA KaK K KaTUOHY, Tax U K
aHWOHY ¥ OTPaXaoWMiA yCcpeAHeHHbIW 3ddeKT WOHOB B RAHHOW. conu. [AnA
pactsopos NaCl n KC! oanHakoeon KoHueHTpaumu, npubAMKaIOWENCR K KOH-
ueKTDauMKu conei B Mopckow soge (npumepHo 0,7 mOnR)}, cootaetcTByOWMeE
cpeanne Ko3ahHUUMeHTbl 8KTMBHOCTU WMOHOB PabBHbl ¥: = T = Y- = 0,629 v
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Puc. 2.17. KoaddmumeHnt akmsHoc™ KCl B cmewiaHHOM BOAHOM pacTBope KCI v NaCl npun
25°C

Puc. 2.18. Kostdbdmumnent aktueHoctu NaCl 8 cmewaHHOM BoaHOM pacTeope KCI n NaCl
npu 25°C

-

Y+ =YNa* = Yc1- = 0,667. C nameHeHuemM KOHUEHTpauuu cpeaHud Ko3dduyu-
€HT aKTUBHOCTU MOXET M3MEHATHCA B TaKUX HENpeaACKa3lyemo LWPOKUX pas-
mepax, 4yTo 6e3 cneuvanbHbIX 3KCMEPUMEHTaNbLHLIX A3HHLIX TPYAHO Npeayra-
AaTb aKTUBHOCTbL CONKU, PAacNonaran TOAbKO BENUYMHOK €€ KOHUEHTpaduu.

Ha nepBoiit B3rnAA kasanock 6bi, 4To ANA cmecen cone NaCl u KCI mox-
HO 6bin0 6bl NOCTyNaTL cCneaylowMM 06pasom: NPUHATL ANA KONWYECTBA XNO-
pa, 3KBUBANEHTHOro WMOHY HAaTPWA, cpeaHun koadduumeHT aktusHoctu NaCl,
a ANA KOMWYeCTBa XNOpa, 3IKBUBANEHTHOrO MOHY KanuaA, — CpeaHuin Koaddm-
uneHT axktuBHocTM KCl. Ho KaTuOHbI TOXEe B3aMMOAENCTBYIOT MexAay co6oWw,
M3MeHAA CBOCTBa pacTBopuTenA. ONbIThl W pacyeTbl MNOKa3biBalOT, YTO KO-
thuumeHT akTUBHOCTU xnopa AnA KCI| nouTn He M3MEHAETCA MPWU NOCTOAHHOW
3ameHe 3tou conu Ha NaCl npu coxpaHeHun obuieir MmonAnbHOCTW. B npucyTtc-
tBum e KCl koachdmumeHT akTUBHOCTU MOHa xnopa, otHocumoro k NaCl, 6y-
AeT OLYTUMO U3MEHATLCA. XapakTep TakuX U3MEHEHWUN npusepeH Ha puc. 2.17
n 2.18, coctaBneHHbiM no aaHHeiM .WN. MuxkynuHa n WU.E. BosHecenckon [28].
Ha 3Tux pucyHkax BCe TOYKM Ha AvaroHanu, nNpoBefeHHoW ¢ abcuucchl Ha op-
AWHAaTY, COOTBETCTBYIOT NOCTOAHHOW O6OWeX KOHUEHTPauWMW, ecnu AuaroHans
COEAWHAET BENNYUHLI OAUHAKOBON MONANBHOCTW Ha Pa3HbIX OCAX.

Tak 0o6CTOMT fleno B CaMbIX NPOCThIX CNyYaAX, KOrAa 3NeKTPONUTbl OAHO-
3apAgHble. [lNA pactBopoB, 06pPa30BaHHbLIX CMECLIO CONEW, KaXAan W3 KOTO-
pPbIX COCTaBfieHa W3 Pa3HOBANEHTHbIX WOHOB, METOJ MOCTOAHHOW Obuien KOH-
ueHTpauum ANA aHanu3a Ko3(MPUULUEHTOB aKTUBHOCTU YXKe OKa3biBaeTCA He-
npuroaHbim. Kak, Hanpumep, u3amMeHATb KOHUEHTPAUMOHHBbIE COOTHOLLEHMA
NaCl u CaCl, anA Toro, 4to6b1 BbIACHUTL BnuAHKe Na* u Ca*2 Ha cpeaHwit ko-
3hPUUNEHT aKTUBHOCTU (UNK, YTO TO e, Ha KO3IDMUUMEHT aKTUBHOCTHU HOHa
XNopa Mnu Ha pasHuuy Ko3thUUKEHTOB aKTUBHOCTW Na* u Ca'2)? Peus, Ko-
HEYHO, MAET O TOM, YTOObl HaWTU TaKOW MeTOA NPUBA3KWU KOHUEHTPauuun, nNpu
KoTOpoW# u3meHeHue cooTHoweHWA NaCl u CaCl, B8 pacteope MeHbuie BCero
CKa3bIBanoch 6bl Ha U3MEHeHUN CpeaHNX Ko3thUuNeHTOB aKTUBHOCTU.

AxcnepuMeHTanbHble QaHHble CBUAETENLCTBYHT, YTO NPU ManbiX KOHUEHT-
paunAx kKo3ddUUMEHT aKTUBHOCTU 33aBUCUT He CTONLKO OT KOHUEHTpauuu
WOHOB, CKONBKO OT KOHUEHTpauuu 3apAAoB. PesynbTaTtom 0606WEHNA 3TUX
3KCNEPUMEHTaNbHbLIX AaHHbLIX ABUNOCHL BBeAeHUE MOHATUA WOHHOW CUMbl PacT-
Bopa. MoHHaAR cuna moxeT GbiTb onpeaeneHa CyMMOW Npou3BeAeHWin MONAp-
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HOCTEI;I1 WOHOB, YMHOXEHHbIX H3 COOTBETCTBYHOUWME KBaAPaThl BaneHTHOCTEN
uwoHoe. Ecnu INeKTPONUT NpeaAcTaBNeH Conbio KzAg, TO UWOHHAA cuna pacTteo-
pa, co3aaBaeMan 3TUM 3NEeKTPONUTOM, 6YJJ.ET BbIYMUCNATLCA NO YpPaBHEHWUIO

1=1,(2Ck 2% + 3C, 2*),

rae Z — BaneHTHOCTb AaHHOMO MOHa.

CeA3b Mexay KO3IPMDUUMEHTOM aKTUBHOCTU WMOHA U WOHHOW CUNOWA YCTa-
HaBNWBaeTCA HeTepMoAWHaMUYecKUM nyTem. [inA BbiBoAa dopmynel, onpeae-
NAIOWEA TaKylo CBA3b, BLIGMpPaeTCA KakoW-HUEYAb WOH PacTBOpa B Ka4YecTBr
UEHTPaNbHOro U OTHOCUTEABHO Ero PacCyMTLIBaeTCA paboTa, KOTOPYIO HYXKHO
3aTpaTuTe, 4TO6bI NOA BNUAHWEM KYNOHOBCKUX cun 06pa3oBaTh MOHHYIO aTMO-
cthepy u3 Apyrux 3aprxeHHbIX WOHOB. 3Ta pa6oTa onpepenAeT OTKNOHEeHWe
peanbHOro pacTBopa OT WaeansHoro. [lonyyeHHbie AaHHbIE PacNpPOCTPaHAT
Ha OQMH MOMNb WOHOB AAHHOTO COPTa U B pe3ynbTaTe MONY4alOT Cneaylolwiee
Bbipa)eHue

Igy; =~ Az? \/T.

3aecb A — KOHCTaHTa, 3aBUCALLAA OT CBOWCTB PacTBOPUTENA, 3 Z — BaNeHT-
HOCTb WMOHa /. ACHO, 4TO peyb 3AeCb uaeT 06 onpeaeneHun KoapduuMeHTa aKTms-
HOCTW WHAMBUAYANbLHOrO MOHA. MOXKHO MOKa3aTb, TO TAKOrO Xe TUNa ypasHe-
HUe NPUroaHO ANA CPEAHEMOHHOTO KO3 hULMEeHTa aKTUBHOCTU. B aTom cnyvae

lgy: = — A2,z 1, (2.86)

rae |z,z,| — abconoTHaR BeNMYUHA NPOV3BEAEHWA BanNeHTHOCTEA MOHOB. B aTom
YPaBHEHUN UeHTpansHbIM MOH ABNRETCA reoMeTPUYEeCKON TOMKOW. Ecnu yuecTs,
4TO NpUBNUINTLCA K UEHTPanNbHOMY WOHY MOXHO He 6Ruve PAcCTOAHUA a,
TO MOXHO NOny4uTh Honee Tounylo popmyny

Alz,z; IV !
lgy: = — . 2.87)
TV ‘

MNoRBuBLWIAACA B 3HaMeHaTene BenuuuHa B nponopuvoHansHa a — Haubonblie-
My c6AMKEHUI0 MOHOB BOKPYT LEHTPanbHOro.

YpaBHenune (2.87) MOXHO YyTO4YHWUTb, A0GaBNAA NUHEWHbLIA NO OTHOLLEHWUIO
WOHHOW CUNbI YNeH:

l97: = —Alerzs |V Tf(1 +3/T) + 1. (2.88)

B 3atom ypasHeHuu, npeanoxeHHoM [yrreHredmom, BenuyuHa b onpeaenn-
eTCA NoAGopOM W ypaBHeHWe pPacnpOCTPAHAETCA Ha TaKOW AWaNa3oH KOHUEHT-
pauvi, NpM KOTOPOM NpPU 3aAaHHOM b OWMOKA BLIYMCNEHWA Y He APEeBbIWaeT
ownbkn 3kcnepumeHTa. ATo 06bIYHO OrpaHu4UBaeTCA MOHHOW cunoi 0,1. AnA
npnbAYIKEHHLIX PAacyeToB MOXXHO BOCNONb30BaTbCA Moandukauven [lasuca,
KOTOpbI NpuHumaet b = 0,112,2,|. '

HackonbKoO OTAUYaOTCA peansHO onpeaeneHHble KO3IPUUUEHTL! aKTUBHOC-
TM OT BbIYUCNEHHLIX MO MPUBEAEHHbLIM YPaBHEHUAM BUAHO U3 Tabn. 2,17 u
2.18.

Ewe 6onee BbLICOKOW TOYHOCTU MOXKHO AOCTUNL, WUCNONbB3YA YpaBHEHUe
Igys = — Alz 25| \/T/(1 + Ba~/T) + bl. TNapameTpsl A U B PaccCunTLIBAIOTTA,
a NOCTOAHHBIE @ U b NoaABUPaOTCA NYTEM pEeLUEHUA CUCTEeMbl YP3aBHEHHMA NO
3KCNEepUMEHTaNbHBLIM AaHHbIM. C NOMOLLLID 3TOrO0 ypaBHEHWA MOMNHO ONK-
caTh KO3IhPUUMeHT akTUBHOCTU 1—1 3nekTponutTa BNAOTHL A0 OAHOMONANL-
HOW KOHUeHTpauuu. N3 cKa3aHHOro 04eBUAHO, YTO AaHHOE YypaBHeHWe ABNA-
eTCA WHTEPNONAUUOHHLIM. Ero uenecoobpasHo NpUMeHATL, KOraa NO UMeN-

! MONAPHOCTBLIO HA3bLIBAKOT KOHUEHTPALUID KOMNOHEHTa B MOSIAX Ha NUTP BOAbI.

133



Tabnuus 217
Kospduument axTnenoctv xnopuaa Hatpna npu 25°C [33] b = 0,16 am*/mone

v+ Habrniaae-
- Milﬁ v+ (2.86) v+ (2.87) v+ (2.88)
0,001 0,9649 0,9634 0,9645 0,9649
0,005 0,9275 0,9200 0,9251 0,9268
0,01 0,9024 0,8890 0,8985 0,9018
0,05 0,8205 0,7652 0,8067 0,8217

0,1 0,7813 0,6869 0,7539 0,7822

Ta6bnuua 2.18
Kosdhprument aKTMBHOCTM XNOPHAS Kansuus npn 25°C [33] b = 0,200 am*/mons

! 0,0048 0,0432 0,1200 0,235
7+ HaBnoaaemoui 0,864 0,694 0,596 0,535
v+ (2.88) 0,862 0,682 0,579 0,519

wemMycA Habopy SKCNepUMeHTanbHbIX AaHHLIX, AOCTAaTOMHLIX ANA Onpeaene-
HUA a 1 b, XOTAT HANTU NPOMEXXYTOYHble 3Ha4eHuUA. HO Takwe IKCNEPUMEHTI,
cornacHo ypasHennio (2.19), MOXHO OCYWeCcTBUTL B O6WeM cnyvae TONbKG
ANA  BUHapHbIX PacTBOLOB, KOrA3a OAHUM U3 KOMNOHEHTOB ABNAETCA WCNbI-
Tyemasa cons, a Apyrum — 8oAa. [eonor ¢ Takumu Clly4aRMM B CBOEW Npak-
TUKE He BCTpeydeTcA. Ho Taxk kak HeKOTOpble FreoXMMUKK UCNONL3YIOT ypas-
HeHne [leban—TwKKeNnA ANA  KOHUEHTPUPOBAHHLIX MHOrOKOMIMOHEHTHbLIX
pacTBopoB, 3A€Ch eCTeCTBEHHQO MOCTaBMTb BOMPOC: HACKONLKO 3TO NPaso-
MepHOo?

AnA oteera Ha Hero o6patumch k puc. 2.19. Kpusaa 7 oTpamaer xof uime-
HEHUA cpeaHeUOHHOro kKoatduumneHTa akTnsHocTi NaCl B GuHapHOM pacTBo-
pPe NPU naMeHeHUN UOHHOW cunbi. NOHHAA cuna ANA AAHHOrO CNy4aA NPOCTO
paBHa MONANBHOCTH %pacTBopa Kpuaan 2 — pacuetHan. OHa nonyveHa no ypae-
HeHuilo Ny, =K,m”?/(1+ K,m’ %) +0,036(h —1)m. 370 ypaBHeHue, WUCNoNb-
ayemoe Yai-py Mavom (53] npeactasnmer coboi 0aHY U3 COBPEMEHHBIX MO-
anbukaunmn ypasHeHuA [flebarn—okxkena. 3pecs K,; =-1,17604, K, =
=0,328618 5. inA nosapenHol conu a = 3,97 A, h = 3,6, Ka BUAHO Ha pUCYyH-
Ke, NPUBEAEHHLIM BbIPAXKEHMEM AeNCTBUTENLHO -XOPOLUO ONUCbIBAaETCA cpeA-
HUA KO3(PUUMEHT aKTUBHOCTU B AOCTATOUHO BLICOKOA OBNACTU KOHUEHTpa-
uvu. Tak obctout aeno AnA GuHapHoit cuctems! Boaa — NaCl. Ho takum xe
3KCMNEPUMEHTANbHLIM NYTeM, T.e. Ha OCHOBaHMM W3ONUECTUYECKUX ABHHBLIX,
MOMXHO 06HapyXuTe, YTo Ko3adduuneHT akTueHocTu NaCl He ocTaeTcA HenameH-
HbIM, ECNIM BBECTU TPETLIO CONMb B PacTBOpP. ATO CNBAYET U3 KPWBOW 3, KOTOpaR
OTHOCUTCA K TPEXKOMNOHEHTHOW cucteme, npeacrasneHHon conAmu NaCl w
CaCl,. Oxa3siBaeTcA, 4To Ha doHe Gonbworo konuuecrsa CaCl, woaduun-
eHT axTuBHocTM NaCl uameHmReT csoe 3HaveHue. A Beab YPaBHeHWA (2.86) —
(2.88) npeanonarawT He3zasucuMocTL KOPHUUUEHTA aKTUBHOCTU Uccneaye-
MOU conu OT conesoro ¢oHa. CornacHo 3TuM ypasHeHUAM KO3DPUUUEHT aK-
TUBHOCTU OnNpeaenAeT TONbLKO MOHHAA cuna. '

DaHkbie ANA NOCTPOEHWA KPUBOW 3 3aUMCTBOBaHE W3 pabotw [32]. U3
3TOW e paboTbl B3ATbI AdHHbIE ANA NOCTPOEHUA puc. 2.20, n3 KoToporo cne-
AYET, YTO C u3meHeHuem conesoro ¢oHa, AaXke NPU NOCTCAHHOW WOHHOW cune
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0 05 0 L5 2,0 25 J01

Puc. 2.19. CpeaHenoHHEI# KO3thdmumeHT akTMeHocTM NeCle Boavom pacteope NaCl —
CaCl, npw 26°C

=
)
1 1 1 1 L1 1 1 1 1 lil\ L
7 55 o " Loany,
Puc. 2.20. Ko3agpdmumeHT axtueHoc™ NaCl 8 cmewannom soaHom pacteope NaCl — CaCl,

npu 25° C no aanneim [32] .

cpeAHenMOHHbIW KO3cdhhrumeHT axkTuBHocTM NaCl ucnbiTbiBaeT W3MeEHeHUA.
DBoWHOW NUHWEd Ha rpahuke OTMeveHa MOHHAA cuna mopckoi Boabl. Mpu
3TON WOHHOW CMNEe CpeAHeUOHHbIA KoadduumeHt akTueHocTu NaCl npu cme-
He conesBoro ¢oHa MocneaosaTenbHO NPOXOAWT 3HaueHun ot 0,667 ao 0,680.
MHoro 3ato wnu mano? Bce 3aBuCMT OT TOro, Kakuwe 3aaauyM HYXHO pewartb.
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AnA 60nNbWKWHCTBA XMMUKO-TEXHONONMYECKUX 33Aay 3Ta pPa3HUU3 He OuYeHb
cywecrseHHa. [pu peweHUM reonorv4ecKux 3aflad OHa MOXeT NPUBECTU K
OWwNB04YHBLIM BbIBOAAM.

Paccmotpum npumep. Kaxk noxassieaer onbiT, NpMpoaHaR soaa, 6yab 3To
KOHTUHEHTaNbHLIA BOAOEM, NOA3EMHbLIA BOAOHOCHLIN TFOPU3OHT WNW OKeaH,
O4eHb Cnabo OTKNOHAETCA OT COCTOAHWA HAChIWEHUA NO OTHOLUEHUIO K ayTu-
reHHbIM MWHepanam, C KOTOpPbIMUM OHa HaxoAWTCA B KoHTakTe. Pacuersi, oc-
HOBaHHble Ha TabnuuHbIX AaHHbIX, BCerga AalOT pe3ynbTar, B obuiem ceupe-
TeNbCTBYIOUWMIA O HacbiWEHHOM pacTBope. PeanbHylo KapTuHy MOXHO 6bino
6bl OGHAPYXWUTb TONBKO C NOMOWDBIO TOYHLIX AaHHbLIX. [lONYCTUM, 4TO Ham
KAaKUM-TO HEeBEePOATHO CNOXHbIM NYTeM YAaNnOCb YCTaHOBUTb COBEPLUEHHO
TOYHOE NpOM3BEfEHWE PacTBOPUMOCTM Kanbuwta, Kotopoe npu 25°C u obuiem
Aasnedun 1 aTm okasanock paeHbim 1,127 . 1078, WNasectHo, uTo B MOpCKOIA
BoAe CoAepxaHue MOHA KanbuvA coctasnAeT 0,0104 monb/kr, a coaepkaHue
kapboHaTHoro uoHa — 2,7 - 107® mons/kr. TpebyercA onpeaenuTs Hanpasne-
Hue npouecca B 3TUX ycnosuAX: GyaeT nu ocaxkAaTbCA UMK PaCTBOPATLCA Kap-
6oHat kanbuuA? O6bIMHC KO3hPUUUEHT aKTUBHOCTU KapBoHaTHOro uoHa oue-
HuBaeTcA BenudnHon 0,018, a xo3acpPUUMEHT aKTUBHOCTM WOHA Kanbuun 3Ha-
ueHnem 0,22. B arom cnyvae sbldUCNeHHaA BennuuHa MP= 1,112. 10™* — sopa
XOTb U 6nM3Ka K HacbluweHuw, kapboHaT kanbuuA 6yaet pacmognncn Ecnu
83ATL Yco;* = 0,020, a ycet2 = 0,23, 1o TOraa ne=1,292. Boaa Tak-
we 6IM3Ka K HacbllWeHuo, HO KapboHaT KansyuuA 6yaeT ocawaaTtbCA. UHTe-
PecHO, 4TO TaKaA »e HeonpeAeNeHHOCTb NONYYaeTCA NpW aHanwuse BOA KapcTo-
BbiXx obnacteln. Haubonee HaaexHoe Cy>XAeHWE O XxapaKTepe 3TUX BOA AalOT
He TepMOAUHAMUYECKUE, 8 FEONOrMMeCKUe peaynbTaTel.

BepHeMCA K (M3NMECKON XUMUU W PACNPOCTPaHWM uAaer O Ko3dduumnen-
Te aKTUBHOCTM Ha 6onee cnoxHbie cnyyau. PaccMOTpUM MuHepan anioHOreH:
Al (S04)3 - 16H,0. Ecnu ponycTuTb, 4TO 3TO COeAvHeHWe NONHOCTLI pacna-
[AETCA Ha WOHbI, TO, O4YEBUAHO, B PaCTBOpPE KONUYECTBO MONenW KaTMOHOB OKa-
YKETCA B ABa pa3a 60nbWKUM, 4eM MONANBLHOCTL, ONpeAeneHHan NO CaMOW Conu
mpg+3 =2mMz(so‘)3. W3 opHOro MonA 3neKTponuta NpPU ero AUCCOUNaumnn
BO3HWUKAET TP MONA CynbdaTHbIX MOHOB. [103TOMY MONANBHOCTL NO Cynbtha-
Ty B Tpu pa3a Sonsbwe r:nonnnwoc*ru NONHOW conNu mgp;2 = 3My, (s0,),- TaK
KaK aKTUMBHOCTb NOMIHOW CONM PacCMaTpPUBAaeTCA, Kak Npou3seaeHne MONAAb-
HOCTU Ha KO3thUUNEHT aKTUBHOCTH, TO

AA1*? =MAL YA = 2MaL,(s0,), TAI*? (2.89)
9505 =msgo;? Ts0;* = 3Mal,(s0,), YsO;?

OnAa Toro, 4toBbl NeperdTU K aKTUBHOCTA BCEro PacTBOPEHHOrO COeAVHe-
HUA, BOCNONb3yeMCA ypaBHeHueM [ub66ca—[iorema AnA ABYX BapwaHTOB, CuC-
TeMbl, KaK 370 yxe 6biN0 NpoaenaHo paHee. ITU ABa BapvaHTa AalOT cneayto-
wve ypaBHeHuA:

my,0dInay o + May,(so,), ¢naal,(so,), =0
my,o dInaH 0 tmarr3 dlnaas + mgo:2 dinagg;z = 0.
my,0 = 55,51 anA oboux pactBopoB; dinay,o UMeeT OAWH ¥ TOT e XapaK-

Tep, NocKonbkKy o6e 4YacTu cuctemsol HaxonHTcn noa obwei rasoson thason.
MpupasHAB 3TV Y PaBHEHNA K NEPBOMY YNeHy, Nonyvaem

mA|1(504)3d |naA_|1(SO‘)3 =mag+3 dinag+s + mgp;? dlin 3s0,?-
lepa)«aeM MONANLHOCTbL WOHOB 4epe3 OGI.L[YIO MONANBHOCTbL 3NEKTPpONUTa:

MAL,(80,); dInaay, (so,), = 2mal1,(s0,), dInaas + 3mai,(so,), dInaso;?
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CoKpauwjaeM Ha MONAABHOCTL INEKTPONUTA:
dInaay,(s0,), =2dinaas +3dlinagg:a.

YpaBHeHne WHTerpupyeTcA OT aKTUBHOCTM PAaBHOM €AMHWUE OO NPOU3BONBHOR
KTV . = a3 25-
aKTUBHOCTU. B peaynbTaTe Nnpuxoaum K 3aBUCHUMOCTU 8A1,(S0,), =dAr*aso;?-

ﬂpzeoGpaayeM 3TO BbipaxeHue, ucnonsayn (2.89) aal,(S0,), =2? '33mf\1,(so.), .
*YAI*? 730;1. O603Hayum ‘y,qu” 7§0;’ = ‘yi. Otciopa, cpeAHAA aKTUBHOCTHL

OTAENLHOrO MOHA MOXET ObiTb onpeaeneHa, KaK KOpeHb NATOW CTeneHU U3
Bblpa)xeHUA, CTOAWEro cnpasa OoT 3HaKa paBeHCTBa

1 l
2. =5V 2T Bmhs0., 7 = 22 -3) B mars0,), 7o =mas.

o _ vy vy (vt )
Tkyna m. = (vy' v,?) Meomm, TAE V1 W V3 — KONWYECTBO aHUOHOB

M KaTUOHOB, COCTABNRIOWMNX AAHHYIO COfb.

B 'sTon Mopenu, KotopaR 6bina paccMOTpeHa, KOo3(hMUUMEHTbI aKTUBHOCTH
OTpaxaKT OTKNOHEHWE noBeAeHUMA peanbHbIX  KOMMNOHEHTOB pacTeopa oOT
VX UAEanbHbIX NPOTOTMNOB, HE33BUCMMO OT TOFO, KaKWMW NPUYUHAMKU BbI3Ba-
HO 3TO OTKNOHEHWE: B3aUMOAEWCTBUMEM 33PAMEHHbIX Pa3HOUMEHHbLIX U OAHO-
WMEHHbIX 4acTuu, obpa3oBaHMem accouunatoB WNM Kakumu-nn6o Apyrumwu
npuynHamn. [lonyuweHuA O MONHOW AMCCOUMAUUN AenalwTCR BCerpa, Koraa
HEU3BECTHO peanbHOe COCTOAHWE KOMMOHEHTa B pacTBOpe, U AadXe B Tex cny4a-
AX, B KOTOPbIX COEAMHEHWE PAacNafaeTCA Ha He3apRXKEHHbIE HaCTUUbI. B uact-
HOCTW, NPU pacTBOpPeHUN B BoAe YrneKucnoro rasa obpasyeTcA yrneKucnora,
KOTOPaA AMCCOUMMPYET Ha MOHbI: CO; + H,0 = H,CO;3 = HY + HCOj. CnoxHocTs
onpeaeneHUA cooTHoweHuA CO, u H,CO3; B BOAE NpuBena K AONYLWEHUIO,
yTO 3H,CO,/3C023H,0 =1, koraa ago =1, au,co, =4aco, - 310 ycnosune yT-
BepXAaeT, 4TO PacCTBOPEHHbIA B BOAE YrEKUCNbIA ra3 co3naeT TaKoe e PpaBHO-
BecHoe napuuanbHoe aasneHue CO, Haa pacTtBopom, kak u H,CO3, 1 uto ne-
pexon W3 OAHOro COCTOAHWA B APYroi He CONPOBOXXAAETCA U3MEHEHWEM CBO-
604HON 3HEepruu.

Moao6Hbie AgonyuweHUA, BO3HUKAaIOULME U3 TOM CXeMbl aHanu3a, pe3ynsTaTtoM
KOTOPOW ABNRETCA BbipaxeHue (2.84), vHorga BbI3bIB3OT HEAOPa3YMEHUA,
dopmanbHO Kas3anock 661 MOXXHO AONYCTUTb, YTO

aucifau+ac- =1 wam ay co, /aco, aH,0 = 1,

T.. KOMIMYECTBO HEAUCCOUUMPOBAHHbBIX MONEKYN XNOPUCTOro BOAOPOAAa B pacT-
BOpe TOMHO TaKOE e, KaK U Npou3BeAeHue WOHOB BOAOPOAA U XNOPa UMK KO-
MIUYECTBO YrNEeKUcnoTel B PacTBOpe OAMHAKOBOE C KONWYECTBOM P3CTBOPEHHO-
ro yrneKucnoro rasa (aKTUBHOCTb BOAbl B PacTBOPax HW3KUX KOHUEHTpauui
6nu3ka Kk eauHuue). JTa TPaKTOBKA COBEpPLEHHO He BepHa. HyxHo BCnom-
HUTL, Kak GopMUpoBanocL NpeacTasnenune, kotopoe npuseno K (2.84). Peus
Wwna o conocTaBneHuu ABYX pacTeopoB. B 0AHOM M3 3TUX pacTBOPOB Npeano-
naranace NONHaR AUCCOUMAUMA COEAMHEHWA, B APYrOM — NONHOe OTCYTCTBue
auccoumaumm. Ecnu B KaxaoM pacTeope 6yAeT coAepaThCA OAMHAKOBOE
KONWYECTBO PACTBOPEHHOrO COEAUHEHWA, TO 3aKTUBHOCTb 3TOFO COEAWHEHWA,
onpeaenAeMaA B OAHOM pacTBope, 6yAeT paBHa Npov3BeAeHWI0 aKTUBHOCTEW
MOHOB 3TOrO > COeAuMHEHWA B TOM pacTBope, rae 6bina AonylieHa NONHam
anccounaumnA. CornacyA 3tu NpeACTaBNeHUA, CAENaeM CNeAytowWMWiA BbiBOA:
€CnNu AONYCTUTb, YTO COEAUHEHMe B pacTBOpe NPUCYTCTBYeT B TakoWl cdopme,
KaKOW ABNAETCA ero napoo6pa3Han ¢a3a, TO 3TO COEAUHEHUE AOMKHO'06na-
0aTb TaKUMK TepMOAMHAMUYECKUMM XapaKTEPUCTUKAMW, KOTOPbLIE NPUCYLLW
Npou3BeAeHUI0 aKTUBHOCTEN NOHOB.

PaccmaTpuBaBlIMecA A0 CUX NOP KO3IPGHUUUEHTLI aKTUBHOCTU BKAKOYaNU
OCHOBHOE AOMYyLWEeHWe — MOMHYI0 Auccounauuilo anekTponuta. beino aokasa-
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HO, 4TO 4acTO MOHbI B pacTeBope, cBnuaAch 4O onpeaeneHHOro Npeaena, BCTY-
NaT B8 XMMWYECKYIO CBA3b U O6Gpa3yloT CNOXHbLIE YaCTUUbi — KOMMNNEKChI.
3apRA TakoW CNOXXHOW 4aCTMUbl CTAHOBUTCA WHbIM, 4eM 6bin v OTAenbHbIX
MOHOB. WMHOrpa KOMNIEKC OKAa3bIBAETCA HENTPanbHbIM. BbIACHUM, Kakum
o6pasomM B8 TaKOM cCnyuae CBA3aHbl MeXAy CO6OM aKTUBHOCTL U KOHUEHTPa-
UWMA 4acTul, Ha KOTOPbie COMb pacnafaeTcA B pacTBope. CHOBa BOCNONb3yeM-
CA METOAOM NpPeACTaBNEHWA CUCTEMbLI U3 ABYX uvacTel. Byaem cuutate, uyt0o B
OAHOW 4acTV UAET NONHAR AWCCOUMAUUA, a B APYrow YacTuuHan, 6naropapA o6-
pasoBaHMi0 KomnnekcoB. Bosbmem B KayecTBe 3NEKTPONUTA a30THOKWUCNLIN
cevHey Pb(NO;3),. Tam, rae npeanonaranace NOAHaA AWCCOUMAUMA, YpPaBHe-
Huem [Tub6ca—/[lloreMa KOHUEHTPAUUN N aKTUBHOCTU ByAyT CBA3aHbl CNEAyIO-
wum obpasom:

55,614d1n aH,0 + mMpy+2 dinapy+? + mNo’—dInaNO; = 0.

daKThyeCKN 3TO COEAMHEHME AWccoumupyeT Ha wobt: Pb*3, NO3, Pb(NO3)".
B. coorBeTCTBAM C 3TUM ANA BTOPOW Y4acTU CUCTeMb! ypaBHenve [wnG6ca—
Nworema Gyner npeacTaBneHo Tak:

55,51d|naHzo +mi:b*z dlnaiabn +m{\;0;d|naIN0; +
r, ’ —_
+me(N03)¢d|napb(N03)+ =0.

MNpU 0AVHAKOBOM W3MEHEHMU KOHUEHTPauun conu o6ovMKU BapuaHTaMK
NPeANONaraloTCA OAWHAKOBLIE W3MEHEHWA MNAapUManbHOrO AABNEHUA  BOA!.
No3tomy ypaBHeHWE MOXXHO NPUPaBHATE N0 NEPBOMY YNeHY:

Mpp*? dlnapbn + fTINo; dlnaNo; = me*l din apb*l + mNo; din a'NO; +
+mMpp(NO, )* dINapy(NO, )", {2.90)

Witpuxamu OTMe4aeTCA TO, YTO MAacCbl COOTBETCTBYHLWMX Y4acCTUL B PadHbIX
cocynax cuctemMsl pasHble. [Moxka He RoKa3aHo oBpatHoro, Byaem nonarats,
4YTO AaKTUBHOCTW COOTBETCTBYMOUWIMX WOHOB B Pa3HeIX COCYAaX TOXKE pa3Hsie.
Mo3Tomy OHU TaK)Ke OTNUYAIOTCA HAACTPOUHBLIM LWTPUXOM.

AnR panvHedwero npeobpazosaHNA HEO6X0AMMO NPWUBECTU MAcChl K 0A-
HOM W TOW XEe 3IKBUBANEHTHOW BenuuuHe. B ToW yacTw cuctems!, rae umeer
MECTO NONHAA ANCCOUMALMA, 3TO CAENaTh NPOCTO:

Mpp*? = MPy(NO,),; MNo; = 2Mpp(NO,), -

B To# xe yacTw, rae avccouwauvA HeNONHaA, 3TOr0 CAENaTh HeNb3A, MNOKa He
GyAeT BBEAEHO HOBOE NOHATUE O CTeNeHu auccounauuu.

CreneHblo AWCCOUMEUMA O Ha3bLIBABTCA OTHOWEHWE KONUYeCTBa NONHOCTLIO
NPOANCCOUUUPOBABLLUMX MONEKyn K obuleid macce pacTBopeHHbIX wacTuu. Mpu-
MEHUTENbHO K AAHHOW CONU NONHYK AUCCOUMALMIO OTPa)KaeT Macca MOHOB
cBuHua. Obuiee KONUYECTBO pPacCTBOPEHHOW CONW Mpyp(NO,),- TOrAd O =

= Mpy*2/Mpy(NO,), - OTKYAa Mpp*? = AMpp(NO,), -

Macca 3axkoMnnexKcoBaHHbiX Monexkyn 6yaeT onpeaenATsCA oBwiuM Konu-
4ecTBOM: PACTBOPEHHOrO BEWeCTBa 33 BbIYETOM TOW 4acTW, KOTOPaR nNpetep-
nena auccouwnauuto. Moatomy mpb(No )yt = mpb(No ), — ame(Noa)z,' meNO‘ =

= (1 — &) mpy(NoO, ), Ecnu Bbl conb MONHOCTLIO pacnanace Ha NPOCTbie WOHbLY,
TO KOHUEHTPaUMA WoHOB NO3; 6bina 661 B ABa pa3a 6onbluei, Y4EM KONUYEeCTBO
PacTBOPEHHOW conw: myo; = 2’"“\(NO,)2 Ho peansHoe conep)«aﬂue voHa NO3
6yne‘r yMeHbWEHO Ha BenuuvHy Kon:.nexca. [oatomy mNo- =2mpy(NO,), —
—meNo‘

Bocnonbayemcn Tem, yTo Komnnekc PbNO? yxe onpeaenen, u caenaem zame-
H3Y MNO; = 2MPB(NO,), — (1 — @mpp(No,), = (1 + almpy(No, ), -
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MoacTtaBum nonyueHHble 3HaYEHWUR MOHOB, BbIPAXKEHHbIE Yepe3 cOnb, B ypap-
Henwune (2.90). Toraa paBHOBeCHQe cCOCyLleCTBCBaHWe ABYX NOACUCTEM oOnpe-
ABMATCA YCNOBUEM

’ !
dinapy+: '+ 2dInang; =adlinapys + (1 + a)dlnaNO:- +
+ (1 —a)dlna'pro;. (291)

B noacuctemMe, ONUCLIBAIOWER HENONHYIO AUCCOLMALMNIO, MEXAY KOMNOHEH-
TamMu AONXKHO CyLLECTBOBaTbh paBHOBECUE, ONPeAeNAEMOe YCNOBNEM:

Hpv*? * UNO; = HPONO!-

3ameHAA andidepeHuMan XUMUYECKOro noTeHunana AuddEepeHuManoM axKTuBe-
HOCTHU, BOCNOANbL3OBaBLUKCL ANA 3TOW Uenu ypaBHennem (2.77), nonyvaem:

dlna;,bn +dInano; = dInapNos;.

Mocne NOACTAHOBKW NONY4eHHOro pesyfnbTara B (2.91), npuaem Kk cneayto-
wien 3asucumoctu: dinapy: + 2dinano; = dinap +2dlna{qo- WuTerpupyn
OT aKTUBHOCTM KaXKAOr0 WOHAa, PaBHOW eauHuue, A0 N usaonbnoﬁ, HaX0ANM:
app*? aﬁo; = a{:bn afs}o;. A Tak kak apb(Noa)1 = app*? aNQ;, TO U ai:bn aiqzo; =

= @pp(NO,), *

Oueanano, nNpou3seneHMe aKTUBHOCTEH 4acTul, MOHOB OTpaXkaeT aKTUBHOCTL
BCEro COeAMHeHWA. JT0 npou3seaeHue GyaeT UMeETb OAHO M TO Xe 3HaueHue
HE3aBUCUMO OT TOro, o6pasyloTCcA B pacTBOpe Komnnekchl wan HeT. OaHaxo,
B KaXAOW MOACUCTEME MACChI cooraercwyvol.uux uoHos 6yny1 paanwmumu
8 COOTBETCTBUM C YEM Mpp*? Ypp+? mNo 'yN()- = meﬂ 7Pb"z mNO, 7NO,

Bbipaaus uoHblI uepe3 conb 1 npomaop.n COKpaleHuA, Haxoaum: 2273 =
=a(l +a)?7. B obwem cnydae CBA3L MeXRy KO3bhUUMEHTAMU aKTUBHOCTH
B ABYX WKanax, COOTBETCTBYIOLUX pPa3HbLIM NPEACTaBNEHUAM O AUCCOUMauUnK,
ONpPeAEeNReTCA CReAyWUM 06paaoM Ecnn coeaunHenuwe M, X nae'r Komn-
nexc Mp X, , T0O ANA KaTUOHOB: m) -au.m AnA anuouoa mz = [y, —
-1 —a)nzvl/nll m: anA Komnnckeoa: m, = {1 —a) (v, /n; )m.

CranpaprHbie 3neprun Tm66ca oTaensHbix MonoB. PeweHne npobnemsi on-
peneneHuA CTaHAApPTHLIX TEPMOAWHAMUYECKUX A3HHbIX WOHOB BbLIFrNAAWT che-
aywowmrm 06pazom. Mo NONYYEHHBIM TEM WAN WHBIM NMyTEM 3HaueHWAM Py .
MOXHO OonpeaenuTb CTaHAapTHYIo 3Hcpruio MTu66ca. [AnA paccMaTpusBaswerocA
paﬂee XNOPUCTOrO BOAOPOAA3 3TU ONEPaUUY CBOAATCA K CNEAYOWEMY:

= ufréﬁ RTin Py
u¥ = ”HCI + RTlnayc.

C yyeToM COCTOAHWA pasHOBECHMA, nocne NpPUpasHUBaAHWA XUMUYECKUX NOTEH-
uvanos 3TO BbipaXeHne NPUBOAUT K yCNnoBuio:

p°™ =" + RT NPy (2.82)
Tak kak Plycy= 5,196 . 1077 atm, To
HEQ) = HEC) ~35870. (293)

TabnuyHaa BenuyuHa G:,'é] paBHa —95345 [w. 3710 3HaveHwe cBoBoaHOR
3HEPrvM COOTBETCTBYET CXKMIraHWI0O BOAOPOAA B TOKE Xnopa.

1/2H2 + 1/2C|2 =HCI (r).
rae Hz, Cl; v HCl(;;) npueeaeHs! K AassieHuio, pasHomy 1 aTm. Moatomy
ci—(1/26y. +1/2G(y ) =95345,
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3710 3HayeHue G;Clnonm’aaum B BbipaxkeHue (2.93) :
G, =1/2Gy " +1/2G¢;’ —131215,

0,3 o ,%
Nockonbky ay+act-/ayci =1, 70 GHu =G+ +G (|-, YuuTeiBan 370, Bbipaxe-
Hue CBOGOAHOW 3HEpruM pPacTBOPEHHOro XNOPUCTOrO BOAOPOAA, MOXHO 3anu-
caTb cneaywowmum obpasom:

(Gy™ = 12GYET) + (GL™ — 1/2GY;) =431215 (Ax). (2.94)

BoipaxkeHue (2.94) oTpakaeT cyMmapHbin 3IeKT cneayoumx 3HepreTu-
YeCKUX aKToB.

1. OneKTPOXMMUYECKAR peakUuUA MEXAY razoo6pasHbiIM BOAOPOAOM, HAxo-
AAWUMCA NOA AasneHveM 1 aTM M UOHaMW BOAOPOA3, aKTUBHOCTbL KOTOPbIX
B PaCTBOpE pasHa eauHULE.

2. .CONpRXeHHO C 3TOM NPOTEKaWaA 3NeKTPOXUMUWYECKAA PeaKUWA Mex-
Ay rasoobpa3HbiM XNOpOM, HaxXOAAWMMCA NOA AasneHuem 1aTm, M UoHamu
xnopa.

NpUHUMNUMANLHO MOXHO 6biN0 6Gbi CO3AaTb TaKyl 3NEKTPOXUMUYECKYIO
AYeMKY, B KOTOPOW Nepexon 3NeKTPOHOB OT BOAOPOAAd K XNOpY OCyLLeCTBNAN-
cA 6bl NO NPOBOAHUKY. B 3TOM cnyyae B pesynbrate o6pasoBaHWMA OAHOMO-
NANBHOrO pacTBOpa XJIOPUCTOro BOAOPOAA 4Yepe3 NPOBOAHUK Bbiaenunacb bl
3JHEpPruA, NpUroAHaA ANA BbINONHEHWA none3Hou paboTel B KonuuecTse
131215 Ax, xak 3ato cneayeT n3 (2.94). 3Har uameHeHne cBO6OAHOW 3Hepruv
NPV NPOTEKAHWW TAaKOW PeaKuWWn, HUYEro Henb3A CKa3aTb O BeNUYMHax cBO6OA-
HbIX 3HEPrui, COOTBETCTBYIOWMX MNpeBpawleHuo rasoobpasHoro soACpoAa B
“OH BOAOPOAa W razoobpasHoro xmopa B WOH xnopa. lo3atomy ycnosunuch
0 cneaylowerd OTHOCUTeNbHOW WKane. 3a TOYKY OTcYeTa 3HaueHuin ceoboaHsiX
3HepruiA MOHOB NPUHATA peaKuuA

1/2H2(r) —e= H+. (2.95) -

CsoboaHoit 3Hepruu 3TOM peakuum npunucaHo 3HaveHue 0. B cooTsetcTBUM
CO CKa3aHHbIM

Gy - 126yT) = (2.96)

Toraa G ¥ — 1/2G°" = — 131215. Ho Ge), — 3nauenve CBOBDAHOM 3Heprun,

OTHOCUTENBHO KOTopoﬁ paccMaTpuBalOT BCE OCTafbHble COCTOAHUA XAOPa.
No3artomy AGCl- =131215 (Ox).
Pacnonaran 3HaueHWeM CBOGOAHOW 3HEPruUU XNOP-MOHA, MOXHO pac-

cyuTaTL CBOGOAHYIO 3HEpruio UoHa HaTpuA. PaHee 6bino nokasaHo, 41O P;ac‘ =
=9,02-10° 127 MNone3ayAcs ywe rotoson cxemoii (2.92), sanuwem GX, =

GNaCl — 719456. 3HaveHune cBOGOAHOW 3HEPruN CXKUIraHUA HATPUA B aTMoO-
chepe xnopa, CooTBETCTByHOUlee Ppeakuuun Na(K)+1/20|2(,-)—NaCI(,-) paaHo
326352 [x. Mo3atomy nNpu CTaHAapTHbIX YCNOBUAX GNaCl (GNa
+1/2G ¢y ) = 3263562. Nocne noacranoskn G, ¢ = (G, + 172G () )— 393104.
Tak  kak GRie =GN +G™, 10 (GR,~ — ;;‘) + (GC,-—'1/2G‘;',')=
= —393104. Ucnonb3yA yxxe U3BECTHOE 3HaYeHue AG l- onpeaenAem AG

= —-393104 + 131215= —251889 (). 3HaueHun 3Hepruin 'm66¢ca BCex uoaioa
ananoruyHsiM o06pasom CTaHAAPTU3UPOBAHbI OTHOCUTENbHO peakuuu (2.96).

Euie pa3 o NapuuanbHeiX MOALHLIX BEAWYMHAX. CNOXHAA CBA3bL MEXAY KOHUEHTpaunei
N aKTUBHOCTHLIO BREYeT 33 COBOM YCNOWHEHWE NOHATUWA NapuUNanbHbIX BENUYUH. DTO Ove-
BMAHO U3 crneaylowmx npumepos. MNpoanddepeHuupyem ypasHenuwe (2.77), npumeHerHoe
K MONANLHOW WKane N0 4aBNEHWMI0 NPU NOCTOAHHOW Macce U TemnepaType:

(B3uildP) T, ;= U} OPYT in; + RT3 In YilOPYT, m;.
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(auo/BP)T,mi {dAG]/3P)Tim; — 3TO NApUNANBHLIA MONBLHBIA O6bEM KOMMOHEHTAE B OAHO-
MONANGHOM MAEBNLHOM pactBope. JTO 3HayeHWe o6bema 3IKCTPANONUpPOBaHO U3 TON Be-
NUYMHBI 06BEMA, KOTOPYH MMEET KOMNOHEHT Npu 6eckoHeyHom paiGasnenwn. Mapumans-
HbI MONLHLIA 06veM B peanbHOM pacTBOpe CBA3aH CO CTBHAAPTHLIM CNEAYIOWMM 06palom

Vi=vi+RT@IN%;/3P)T ..

NameHeHVe wko3dhrumneHTa aKTUBHOCTM NPOUCXOAUT C U3MEHEHUEM KOHUEHTPauUn M
XapaKTepa BCeX KOMMNOHEHTOB AaXke NPX MOCTORHHOM 3Havewun m;. Mo 3TUM npuunHam
6yner nameHATLCA M Npon3soaHan (d1n v;/9P) T, m;-

AHanoOrvyKbIA aHaNM3 NoKasblBaeT CNOMHOE NOBEAEHWE NAPUUAnNLHOW IHTPONUU KOMMO-
HEHTa B peansHOM pacTteope. [lnA ONpedeneHuA 3TOro noeegeHnA npoanddepeHunpyem
ypasHenve (2.77) no Temnepatype (BM,'/aT)p = (ay'}ldT)p + Rinm; + Riny; +
+RT(dIn 'y,-/c?T)p;

- -]
§=S —Rlng; — RT(dln7,~/dT)p.

3aecs TaKe MOXXHO OTMETUTL, YTO NapUUanbHaA MONLHAA IHTPONMA NG00 KOMNOHEHTE
33BMCMT OT KOHUEeHTpauuwn u Habopa Bcex conei pacTBopa. MPUMEHAR 3HaYeHWe XMMMUYEC-
KOTo MOTEeHUMana u NapunanbHOW MOMLHOW IHTPONMK K (1.11) n (2.1), nonyvaem:

Hi= H} - RT*(3In/aT) .

Kakos ¢mandeckuit cMbicn 3TMx napumansHbix Bent wH? MonbiTaeMcA paso6paTbcA B 3TOM
BONPOCE Ha NPUMeEpPe NapunansHoOro MobHOroO 06vema.

ECNu MCXOAHBIE COCTaBHBIE YaCTM PACTBOPA HAXOAATCA BCE NPWU OAHOM M TOM e A3BNe-
HUK ¥ NOCTORHHOA TemnepaType, TO NPU CMewWweHun Ux 06bembr ByayT CyMMMpOBaTLCA.
3aKOHOMEPHOCTU CMELWEHNA WaeanbHbIX PACTBOPOB B 3TUX YCNOBWUAX AOBONLHO NPOCTLI:
o6umin 06beM pacTBOpPa PaBeH CYMME MONbHbIX 06HEMOB KOMMNOHEHTOB, YMHOMEHHbBIX Ha
WX MOJIEKYNAPHBIE KONWYECTBA. ITO BLIPEXAETCA 3aNNUCHIO

V.=v,n +vyn, +... +vpng. (297

3aecb n,, n,, Ny ¥ T.A. — COOTBETCTBYIOWEE YUCNO MONEH KANAOIO KOMNOHEHTE; V,, V,, V,
M T.A. — MONEKYNAPHbIE 0GBbEMBI YUCTBIX KOMNOHEHTOB.

Tax Kak y naeanstHbiX PacTeopoB MONEKYNRAPHble 06BEeMbl YNCTbIX KOMNOHEHTOB He
VW3MEHRIOTCA NpPW Bapvauuu cocTapa, To AnddepeHunanbHan dopma ypasHenuA (2.97)
umeeT CNeaylowWnn BUA:

av=v.dn, + vydn, +. .. +vidng. (2.98)

Mpeo6pasyem sbipaxenve (2.97) TakK, uTo6bl MOXHO 6bINO paccMaTpUBaTh OAUH MONbL
pacTeopa. [lNA 3TOr0 KaXKAbiA U3 ero YNeHoB Heo6X0AUMO Pa3AenuTb Ha CYMMY BCEX KOM-
noHeHTOB pacTeopa. Toraa

v=v,N +tv,N, + .. +tv N (2.99)

OyeBnaHO, 06bEM OAHOMO MONA PAacTBOPa paseH cpefHeBIBEWEHHOMY MONbHBIX 06be-
MOB KOMMNOHeHTOB. [lnA 6UHApHOro pacTBopa B coOTBeTCTBUM C (2.99) MOKHO 33NKcaTh:
v=v, N, +v,N,. Ha puc. 2.21 n3o6paxeHa anarpamma, UnnocTpupyiowan aTy sanuce. Ua
rioao6ua Tpeyronehnkos AOM n ABC nonyvaem OM/N, = BC/1.B ceow oyepeas OM =
=v—vy; BC=v, —v,.Toraa v —v,)IN,=v, —v,;vev N, +v, (1 —N,). Tax Kax
(1 —N,)=N,, 1o v=v,N, +v,;N,;. 310 canaetensctayeT, 4To rpagmyeckoe n3oGpame-
HWe, NpuBeAeHHOe Ha puc. 2.22, COOTBETCTBYET NPaBUNY W3IMeHeHUA 06bemMa 0AHOTO MONA
pacTBOpa NpY CMELEHNN KOMMOHEHTOB, Beayuwmx ceb6R, Kak KOMNOHEeHTLl UAeanbHOro
pactsopa.

B peansHbiXx BOAHLIX PacTBOpax, Kak Msl yxe ybeamnucek, o6bvem, NPUXOARWWACA Ha
OOMH MOMb PACTBOPEHHOMO KOMMNOHEHT3, OKa3bIBAGTCA NEPEMEHHbBIM U 3aBMCUMbIM OT LLeno-
ro pAAAa NPUWYMH, HE BCErAa CBA3aHHbLIX HENOCPEACTBEHHO C AAHHbIM KOMMNOHEHTOM. MNamen-
YMBOCTH MONBHOrO 06bEMa KOMMNOHEHTa MOMXHO NPOCNeAUTb, Hanpumep, H8 NOBAPeHHOW
conu. MonieKynApHLIi 06bM OAHOFO MONA TBEPAOTO XNOPUCTOrO HaTPUR paseH 26,92 cm>.
Ecnm Monb XNOPUCTOrO HaTPMA PacTBOPMTL B OYeHb GONbLIOM KoNMYecTBE BOAbI, TO 06bem
pacTBOpa yBenu4uTcA He Ha 26,92 cm?, a Bcero nuwe Ha 16,4 cm?. Takum 06pa3om npou-
30V AET NpUpaweHne o6bema Ha BeNUYUHY MeHbLYIo, 4em 06beM A063aBNeHHOro KOMMNOHEH-
Ta, AHaNOrMYHbLIA PeaynkTaT MOHO NONYYATH, CNU B3ATL OMPaHUYEHHOE KONWUYECTBO BOALI
¥ K Heid f06aBV Th 6eCKOHEYHO Manoe KONMMECTBO XNTOPMCTOro HatpuA. Mpupewerie nonHo-
ro o6vema pacTeopa, KOTOpoe NPU 3TOM NPOM3OWAET, OTHECRHHOE K Konu4ecTBy aobasnen-
HOro sewectsa, GyaeT pasHO nNapuManbHOMYy MONbHOMY obvemy 3TOoro eewecrsa. OnA
paccMatpusaemMoro cnydvan d V/d MNacl = 16,4, a 8 06wem Buae

@VIon, )y, = v,. (2.100)
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Puc. 2.21. MontHbI 06beM BMHADHOro PacTROPE, COCTORLIErO U3 NALANLHEIX KOMNOHEHTOR
Puc. 2.22. MonuHbIn 06vem GUHEPHOTO PAcTBOPS, COCTORWErO U3 PeanbHbIX KOMITOHEHTOB

Heno¢ToAHCTBO NapunanbHOro MonbHOro oGvema unnwcrprpyeTtch Tabn. 2,19,

Wcxoan ua Toro, 4To nNapumanbHbie MOAbHbIE OGbEMb! KOMNOHEHTOB YYBCTBUTENbHbI K
MX KOHUEHTPAUMK, CYMMEpHLIA 06bem pacTBOpPa yme Henbk3A NPeACTaBuTs ¢ NOMOLWbLIO
ypasHenun (2.97), KOTOpOe PBCCYMTAHO HA HEMIMEHHBIA MONbHBIA 06BeM. B TO e BpeMA
Mb! AONXHbI COTNAaCUTLCA C TeM, YTO AR PEaNbHLIX P2CTBOPOR NPW NOCTORHHOW Temnepa-
Type n asgnedum obwmin o6bem cuctem ABNAGTCA (yHMKUMAN TONLKO ero cocrTasa. ATo
anaunt, wToV ="F(n,, n,, n, ...)7 p. Toraa namenenve obiero o6vema SyaeT onNpesenATe-
CR 338UCHMOCTLIO

dVv = (dVian, ) p, n,n,dn, + (evion, )t p nyn,dm + (dV/t.’n,)T‘p_,,l n,dny + ...
C yuetom (2.100) 3Ty 3aBMCHMOCTb MOIKHO NEPENUCaTL TaK:
dV=v,dn, +vsdn, +v,dn, + ... (2.101)

Buipawenue (2.101}, RenAwoweecA nonHeiM auddepeHUManom, NO BUAY HANOMUHaeT
(2.98), .HO oTnMuaeTcR OT Hero no cywecTtsy. B ypaeHewuu (2.98) monsHsie o6vembr —
MOCTOAHHLIE BenuunHbl, B ypasuenun (2.101) — napumansHsie MonbHeie 06buembl Nnepemen-
Hole. Tak KBK HEM3IBECTHA CBA3L MEMAY V; U Ny, BbIpaMeHWe, NPeACTABNEHHOE B BuAe
(2.101) 8 oTnuune ot (2.98) Hene3n NPonHTErpPUPOBaTL. JTD, KOHEYHO, He 3IHBYMT, 4YTO
HENLIA HaWTU NyTeld onpeaeneHUA oBWEro o6kemMa CUCTeMbl U BKN3A0B KaMAOro U3 yvacrt-
HMKOB B 3T0T 06bem. [INA GWMHEPHOrO pPacTBOpa Tawkoe OfPEARNEHNE MOMHO BbINONHWUTL.

BuiGepem kaxyio-wnbyans Touxy N, GuHapHoro pacTeopa. Eif cOUTBETCTBYET MONLHLIR
o6vem pacTeopa, n3ao6paxeHHbIW Touxkoln O Ha Kpuso#n (puc. 2.22). 3Ty TOMKY MOXKHO
nonywTs, npeobpasyn ypasHenne (2.101) cneaywouwnm oGpazom. flonycTuMm, 4ro umeer-
cA 6eCKOHEYHO Manoe KOMMWYECTBO PacTBopa NOCTORHHOrO coctase. Byaem ao6asnATh Kk
HeMy BECKOHENHO ManbIMK NOPUMAMK PBCTBOP TONHO TEKOFC Xe cOCTasa Ao Tex Nop, NOKa
o6uwes KONKUYECTBO PABCTEBOPA He CTEHET paBHbIM OaHOMYy monw. Bnaroaapa nocronRHcTey
cocrase 4063aBNAREMOro PacTsopa NapunanbHbie MonbHbie 0GbeMbl KOMMNOHEHTOB OCTaHYTCR
HeM3IMeHHsIMKU, 8 dn, w dn, YBenwyaTca ao n, W n,. JTOT YACTHLIA CNY4an MATEMaThWYECKN
MOMeT GbiTe OMMCaH WHTerpnpoBaHvwem ypasHenva (2,101}, B peaynstate nony4aeTca
BbipaneaHue

v=ViN, + V,N,. {2.102)

3aeck BMECTO MONER NOCTABNEHbI MONbHLIE AO0NU, NOCKONbLKY yBenuyexHne o6bema pacT-
sopa 6bIN0 OCT2HOBNEHO TOraa, Koras ero obuiee KOMUYECTBO AOCCTUINO OAHOIO MONA.
MocToAHHaA uHTerpuposaHnA B ypasHeHnn (2.102) paeHa Hyn0, TaK KaK HUKHWUM npeae-
NOM MHTErpuposaHnA GbINO Hyneeoe COAEPMEHWE PacTBOPE, NP KOTOPOM o6wmin obven
PacTBOPa paBeH HVNIO U MONBHBIE AONTU KOMNOHBHTOB PaBHLI HYNIO.

W3 ypasrenna (2.102) ouesmaHo, 4T0 mMOnbHeIR 06bemM B TouKe O BHOBL OKA3LIBAETCA
CPeAHeB3BeWeHHbIM TAKMX 4YBCTeH Ha OpAMHATAX, KOTOPbLI@ OTCEKAKTCA KacarerbHoM,
NPOXOAAULEN uepe3 AaHHYI0 TOUKY. B TO ke BpeMA M3 3TOro ypasHeHWA cheayeT, YTo oTce-
K8EMbI8 'HaCTM ABNAIOTCA MApUMANbHLIMKM MOMLHBIMK O06LEMaMn KOMNOHeHTOB. OTnuuue
ypasHenua (2.102) ot (2.99) 8 TOM, YTO Tam Ha OPAMHETAX OTCEKAIOTCA NCTUHHLIE MONb-
Hiole 06bemMbl, KOTOPbIE OCTAINTCA NOCTORHHbIMU NPw NO6LIX N,. 3aeck e € u3MeHEHnEM
N, napumanbHule MonbHble 0GbeMsl Tarke GYAYT M3MEHATLCA B CBA3W C N3MEGHEHAEM HaK-
NoHa kacatensMoi. MoHO OTMETMTH, YTO NapuManbHble MONbHLIE 06bems! peanbHbix KOM-
MOHBHTOB ,NPEACTaBNAIOT cOBoR MaremaTuueckyw mkunio. OH OTHOCATCA K pa3pRay
BENWUMH, KOTOPLIE WMENn Gbl MABanbHLIE KOMNOHEHTE! NP AGHHOM KOHKPETHOM COCTase
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Ta6bnnua 2.19

Mopunansisiin MonbHbIA G6beM (CM®) ORHOTO MONA XNOPMETOTO HATPHMA B BOAWOM
pacTeope Kak hyHKUWA KOHLUEHTPAUUK

Nngcr | © | 0001 | 00018 | 00036 | 00084 | 00072 |o00089| o001
= - T
Vnacl 164 167 | 169 17,3 17,6 17,8 180 = 18,1

peansrbiX BeulecTs. MeHAR cofepaHne KOMMNOHEHTOB B PacTsope, Kawasid pas NpuxoanT-
CA NepexoanTs K APYMYM WAEaNbHBIM CUCTEMEM, KOTOPbIe ByayT XapaKTepu3oBaThCcA ApPY-
MMU M3PUMaNsHBIMU MONbHEIMK O0GbeMamn. He yanenTensHO NO3TOMY, 4TO NapiuanbHbie
MONbHLIE BENUUNHBLI B OTAGNbLHBIX CNYYSAX MOMYT UMETe OTPHLETEeNBHbIE 3HAYEHUA, YTO ANA
peanbHbiX BENMUUH AONYCTUTL HEeNb3A.

-Ypasnerune (2.101) AnA MHOrOKOMMOMEHTHOrO pacTeopa MOXeT GbiTb NPoUHTErpu-
poeaHo, ecnu BOCNONb3IOBATLCA ypaBHeHuem [ubG6ca—Aorema. Mo 3ITOMy YypaaHeHMiO
ndV, +n,dV, + n,dV, = 0. Cosmewan 310 ypasnenue ¢ (2.101}, nonyyaem
dV=V, dn, +n dV +V,dn, +n dV, +V,dn, +n,dV,. Kaxaan na nap, cToRumx
cNpasa QT 3HaKa paBeHcTea, — AndhepeHunan Npou3lseaeHun Asy X PYHKUNA, 2aBUCAWMX OT
OAHO#R nepemenHol, 8 umeno Vidn, +n,dV, =d{V, n }n T.a. NHTerpuposanue oT 0 Ao
V npueoamT K ypasrenuio V=V n, + V n, + Vyn,.

Taxan rnybokan akckypcuA B 06nacTe pacTBOPOB 3NeKTPONUTOB fipecneayeT
onpeaeneHHble uenu. 3TM uenu A0MKHLI GbiTh NOHATHLI: OKa3biBaeTCA, hnanvec-
KaA XMMWA Ha HbiHELWHeM 3Tane pa3BUTUA He NO3IBONAET PEWATL OYEHb BAXHbLINA
KPyYr 3apay4, CBA3aHHLIX C NPOrHO30M hOPMUPOBAHNA ayTUMeHHbIX MUHEPanos B
6AU3KUX K HACbiWEHUI0 pacTBopax. HeTOYHOCTL Nepexona OT KOHUEHTpaumn K
AKTMBHOCTU B MHOIOKOMMNOHEHTHbLIX CUCTEMAX, HEOAHO3HAYHOCThL NpeacTaBne-
HUIA' 0 KOMNNEKCOO6Pa3oBaHUKN U accounaunmn NPeANUCLIBAOT OCTOPOXHOE OT-
HOLWEHWE K TeM reosiorM4YecCKUM BbiBOAaM, KOTOPble Ba3npyoTCA Ha NpuMeHe-
HUW dM3NYECKON XMMUM K NPUPOAHLIM BoaaMm. Bce 3ro, kasanock 6bl, CTaBUT
tM3nYecKyIo XMMHUIO B AOBOMbHO HEBLIFOAHOE MNONOXKEHWE: CTOMT NKU 3aTpayn-
BaTb GonblIOW TPYA Ha oBnaneHne 3Toi obnacTslo 3HaHUA C Tem, 4ToGbI y6eam-
TocA B Gecnone3HocT ee NpuMeHeHWA ANA pacwngpPoOBKY NPOLECCOB MUHEpano-
o6pazosannA? B cneaylouwel 4acTv Ha OTAENbHLIX Npumepax GyaeT nokasaHo,
4TO BaXKHble reonoruyeckue haxtol MOryT 6biTh NPABUNBHO MCTONKOBaAHb! TOMb-
KO C npuMeHexveM duanyeckon xummn. Kak OKaXeTCcA, KaXaaA oTpacnb 3Ha-
HUA — reONOruA U XMMUA — camm o ceBe, nMeA HeonNpeaeneHHOCTV B BbIBOAAX,
MOTYT WX 3HAYUTEfIbHO YMEHbWM T, ecnn ByayT NPUNOXEHbI COBMECTHO K QaH-
HOMY reonoru4ecKomMy o6LexTy.
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YACTb Ill _
NPUMEHEHWE TEPMOOHUHAMHMKH K NIUTOrEHE3Y

Fnasa 1
PABHOBECUAR B OKEAHE

Mopckan Bopa. TepmoAviHAMUYECKOE OMNMCaHWE NOBEAEHWA KOMMNOHEHTOB B Ta-
KWUX ‘BOAHbIX CUCTEMAX, KaK peKa v NpecHble 03epa, He CONPAXXEHO C KaKUMU-
nnbo 3aTpyaHeHWAMU. KOHUEHTpauMA coneid 3aech HacCTONLKO HU3KaA, YTO pacuye-
Tbl, BbINOAHEHHbIE NO CXeMe BecKOHeYHo pa3bBaBneHHbIX PacTBOPOB 4acTo AawT
XOPOLLQO,COrNacyoWwmneca C peansHOCThi0 pe3ynbtarthbl. MHoraa Heo6xoanumo BBoO-
AVTb KOPPEKTUBbI C NOMOWLID KO3MULNEHTOB aK TUBHOCTU, BbIYMCNEHHbIX NO
ypasHeHuio Je6an—loxkkenA. OTu BOAHbIE pecypcbl COCTaBNAOT MeHee 5%
obvema ruapocdepsl. OcHoBHan ee YacTh (96,5%) NpUxoAUTCA Ha okeaH, C HUM
CBA3aHO (hopMUpOBaHUE BaXKHEWLWIMX TUMOB OCAAOYHLIX Nopod. OKeaH NOKpPbI-
saeT 70,8% nosepxHOCTM NNaHeTsl, YTO GNaronpuATHO CKa3bIBAaeTCA HA yCBOEHWUN
AYYMCTOK 3Heprum u oGycnosnueaeT XOpoWWA KOHTAKT ¢ aTMocdepon. BmecTe
C Helw ¥ NOACTUNAIOWMMU AOHHLIMWA OTAOXEHMAMU OKeaH 06pa3yeT rpaHAUO3-
HYI0 TepMOAMHaMWYECKYI0 cucTeMy. B oTnuuve oT rasosoin casei, onucaHwe
WWNAKOW 4YaCTM 3TOM CMCTeMbl BecbMa 3aTpyaHeHo. B nepsywo ouyepeab 37O 3a-
TpyAaHeHne 06yCnoBfeHO BbICOKOW COMEHOCTbIO OKeaHWYeCKUX BOA W MHOro-
KOMMNOHEHTHOCTLIO caMoro pacteopa. CONeHOCTs 0KEaHMYECKUX BOA PaccumTbi-
BaeTCA NO KONWYecTsy rPaMMoOB TBEPAbIX coneit, NPUXOAAWMXCA Ha 1 Kr pac-
TBOpa. BenununHa coneHocTw, onpeaenAeMan B r/kr wau %00 (npomunne),
kone6netcA ot 10%/,, (A3oBckoe Mope M HekoTopsle paitoHbl BanTuitckoro
mopR) ao 40°/,, (KpacHoe mope) . HeCMOTPR Ha TaKol AMana3oH KOHUEHTpa-
UM, COOTHOWEHWE CONewr, ONPeaenARILWMX COCTaB MOPCKOW BOAbI, He U3MEHAeT-
cA. Ewe B 1855 r. M.®. Moypv nucan '‘Kak NpaBwNo... COCTaB MOPCKOW BOAb!
CTONb e MOCTORHEH B CBOMX NPOMNOPUVAX, YTO U cocTtas aTmoctepw’’ [60,
c. 121]. 3ToT daxT 6eIn ycTaHOBNEH 3KCNeauumen Ha ‘‘YeneHprkepe’’ B Peayne-
Tate TouyHOoro aHanwaa 77 npo6 Mopckon BOAblI C pa3HbiX rny&mH. OCHOBHbIe
COCTaBNAIOWNEG KOMMOHEHTHI CONeld OTKPLITON 4acTW OKeaHa NpuBeAeHbl B
Tabn. 3.1.

Mo AaHHbLIM, B3ATLIM U3 paboTsl P.A. XopHa [60], cpeaHAR rny6uHa okeaHa
6ea npunerawwmx mopen coctasnAeT 4117 m; ¢ npuneralWMMU MOPAMKU
3795 m. Takue rnybuHbl BHOCAT OCNOXHEHWE B NPUMEHeHWEe TepMOAUHAMMU-
KW, CBA3aHHOE C HeO6XOAMMOCTLIO Yy4UTbLIBaTh FpasBuTaunoHHoe none. OkeaH
HEeoAHOPOAEH MO TeMnepaType, YTO TaKXe CO3AaeT CBOU OCNOMHeHuA, HaxoHeuy,
OpPraHnambl, HacenAlWMe BOAbI OKeaHa, 3HAYMTENbHO YCNOMXHAKOT U3yveHne
ocobeHHOCTelr paBHOBECHLIX pacnpefeneHnii KomnoHenwtoB, Macca »mBoro
sewecTsa oKeaHa cocraanRret scero 2 - 107° % oT maccbi ero soa. Tem He MeHee,
3TO BEWEeCTBO WMeeT TaKoe BNMAHWE Ha yCTaHOBNEHME CooTBeTCTBYIOWero tu-
INKO-XMMUYECKOrOo PaBHOBECMA U Ha NPOUECChl CEAUMEHTOreHe3a, YTo HeKOTO-
pble UCCNeAoBaTENU CKNOHHbI NPUAKMCLIBATD EMY UCKNIOWATENBHYIO PONb.

Hu vy KOro w3 reonoroB He BOIHWKAET COMHEHWA B TOM, YTO NOAasnAloulee
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Tabnuua 3.1
OcronHoi conesoi cocTae mopcikown aoasi [29]

KonuenTpauunn, ° /o o 3 ‘ KoHueHTpauwR, */,,
3nemeHTsi DuTpix Kerrun 3nemenTsl DT x Kenwun

{1957) (1965) (1957) (1965}
clI- 19,3506 19,353 Na* 10,755 10,760
s0,? 2,702 2,712 Mg*? 1,295 1,224
HCO; 0,145 0,142 Ca*? 0,416 0413
Br- 0,066 0,067 K* 0,390 0,387
F- 0,0013 0.001 Sr*? 0,013 0,008
H,BO, 0,027 0,023

6ONBLWMHCTBO OC3A0YHLIX NOPOA — NOPOXAEHWE OKeaHa. 3TO KOHCONUANPOBaAH-
Hble MOPCKME OCaAKW, B NPOUECCe OTNOXEHWA KOTOPbIX (OPMUPOBANUCH
MHOrME BaXKHLIE NONE3HbIE uckonaembie. Kax nonarawot (7], soabl okeaHa
oc7aaanuc&. HEeM3IMeHHbIMKM, N0 KPpaiiHen Mepe, ¢ naneo3oR. o3romy, BulACHe-
HUE XWMHWYECKUX 3aKOHOMEpPHOCTel NoBefleHWA KOMNOHEHTOB B COBPeMeHHON
OKeaHU4YeCKOW BOAe KparHe BaXXHO ANA FeoNOTMYECKWX uener U onpasAabiBa-
€T Te MHOrOYUCNEHHbIE NONLITKK, KOTOPble NPeATPUHUMAIOTCA B 3TOM Hanpas-
neHun. BaxKHOCTbL TOro, Kak, NP KaKknX yCNOBUAX U N0 KAKUM 3aKOHAM uaet
MUHepanoo6pa3oBaHue U3 COBPeMEHHbIX BOA OKeaHa HenepeoueHMa.

3neMeHTapHYO MOAeNns, oTpaxkawyw o6beMHbIe B3aWMOOTHOWEHNA OKeaHa
¢ aTMochepoi, MOXKHO NOCTPOUTbL CNEeAYOLWUM oGpaaoM Kak 6b1n0o y»e noka-
33aHO paHee, Macca aTMoctepb! coctasnaer 5,27 - 10'® kr. MoneKyn Pnaﬁ mac-
ca Bo3nyxa 28,966 r. Orcropa BcA aTmocdepa cnaraetcr us 1,82 - MONEN.
Mpy AOCTaTOYHO XOpolen nepemMelunBaeMOCTU aTMochepb! Bce aro KONW4eCTBO
rasa nocnefosarenbHo NPMXOAMUT B KOHTAKT C NOBEPXHOCTLIO OKeaHa. TaK Kak
fAaBneHne y 3Tol NOBEPXHOCTU pasHO 1 aTM, TO MOXHO PaccuUTaThb, YTO B CONpPU-
Kocuoael-me c noaepxuoc‘ruo oKeaHa cmoryT npuita 1,82 - 102° X 24 46 =
=4,45.10*! am® armocdepst. O6bem BoAbI OKeana cocTasnaer 1,37 - 10%! gm®
JTO 3HAWMT, YTO KOHTAKT, ocyu.tecraneuubm B AWHAMUUYECKUX ycnoannx an
BOAMT K MOAENM, y KOTOPOi Ha Kaxabli AM® BOAbI NPUXOANTCA 3.2 am> so3ay-
xa.npu aasneHuy 1 atm. [1nA 3aKpbITon cuctemsl, o6pasyroweinca s 3 am’® BO3AY-
xa#i 1 AM’ BOAbI, Nerko NpuMeHnTb 06Lue NPUHUMNUANbHbIE 33KOHOMEPHOCTH
TepMoanHamuky, ORHaKo, TaKaR MoAenb OKAXETCA KpakHe Aaneka fae oT
nAean3UpPoOBaHHON MoAenn okeada. [PaBUTaUMOHHOE W TeMNepaTypHoe NONA
BHOCAT CBOW AOBONbHO OLWYTUMbie KOPPEKTUBbI, KOTOpble He MOryT GbiTh pac-
CMOTPeHbl Ha NPOCTOW MOoAeny.

CpaBHuBaR cBOWCTB3 aTMochepbl ¥ OKeaHa, HeTPyAHO onpeaenuTe cBuwme
YepThl: OHU TEKYuYW U YAEPHMBAOFCA cvnon npuTAxeHnA 3emnu. OcHosHoe,
6pocalouieech B rna3a oTAMUYME — OKeaH KOHe4eH, UMeeT NOBepXHOCTb M AHO,
a aTMocthepa pacnpoCTPaHAeTCA Ha HeoB03pumo 6onbLioe paccToAHve 0T 3emnu,
Cneaywowee oTnvuume — aTtMmocdepa CKMMaeMa, a OKeaH NOMTU He CXUMaeM.
Bo BCAKOM criyyae ANA MHOTUX NPaKkTUYECKUX 3aAay NAOTHOCTb BOAbLI MOXXHO
CYnTaTb NOCTOAHHOW BO BceX TOYKax okeaHa. Kak ysuaum, 3TU OTAUYKA U
yNpoWaoT 1 YCIOXKHAIOT 3a4avy. '

PactBopumocTs rasoas B mopckoi Bope. KoHcTaHTy MeHpw, paccumTbieae Myio
no ypaBHenuo (2.67),u ee mameHeHue c TemnepaTypol, anpoKCUMUPyemoe
dyHkuveir (2.72), Henb3A HENOCPEACTBEHHO NMMMEHWUTL ANA onpeleneHvA
PacTBOPUMOCTH Fa3a B MOPCKOW BOAe. TePMOAWHAMMUYECKUM BbIBOA, H3 OCHO-
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Ta6nnua 3.2
Koajdpuunentol Couenosa anm kucnopoga npu 25° C

WoHe Li* Na* K* _ Rp* Cs*
F- 0,725-(—0.385) 0,284 0,203 0,146 0,114
cl~  0,137-0,070 0,145-0,127 0,128-0,142 0,120 0,098
Br-  0,252-0,084 0,110-0,131 0,123-0,117 0104 0,078

T 0.163 0,120 0,090-0,093 0,086 0,062
NO;  0,196—(-0,040) 0,124 0,105 099 0,096 0,066
CI0; 0,218-0,066 0.160 0,150 0138 -
OH™  0,332-0,091 0,188-0,178 0,168-0,183 0,1 0,158
S0;* 0,244 0,304-0,376 0,297-0,346 0290 0,255
CO;* 0254 0,464 0,379 - -
PO,> - 0,652 0,507 - -

BaHWM KOTOPOro ONpefenAnack KOHCTaHTa MeHpW U KOTOPLIA 6bin NpUMeHeH
paHee, obocHOBaH TONbKO ANA BuHapHo#W cucTemsl. PactBopymocTs rasa Gyaer
W3MeHATLCA Npu A05aBNeHUN B CUCTEeMY TpPeTbero KOMMNOHeHTa. TeopeTuyecku
TaKaA 3apava paccmarpusanacs W.P. Kpuuesckum [33]. B ocHoBy cBoero BbiBo-
Aa N.P. KpuuyeBckuiA B3AN M3BeCTHbIN DaKT, YTO NapunanbHblii MONBLHbIN 06beM
pacTBopvTenA nNpu GeCKOHEYHO MaANoM COAEePXaHWU PacTBOPEHHbIX KOMMOHEH-
TOB ABNAETCA NOCTOAHHBLIM. CUMBONNYECKW 3TO 3aNUCLIBAETCA TaK :

(dv/AN,)r p=0;
Nz _)0,
N3 = 0;

[nA KaxAaoro w3 pacTBOpPeHHbIX BewecTB TaKaA NPOVW3BOAHAA WUMeeT KOoHeu-
Hoe uncneHHoe 3HaueHue. WcnonbayR ypasHenne u66ca—iorema, N.P. Kpu-
4eBCKMUIA NOKa3biBaeT, 4TO B 3TOM cnyyae In K, (N3) =In Ky (N3 =0) —ahN;.

B ypaBHeHuu cneBa OT 3HaKa paBeHCTBa CTouT noraputm Ko3dbduumeHTa
leHnpu anmA rasa 2 nNpu NPON3BONLHOM COAEPXAHWM TPETHEr0 KOMMOHEHTa B
pacTBope, a cnpasa — norapuhm koadduumeHtTa TeHpu B OTCYTCTBMM TpeTbe-
ro xomnoHenta (N3 = 0). OxcnepumeHTanbHO aHanoOTrW4HaA 3aBUCUMOCTb
6bina o6HapyxeHa U.M. CeyernoBbiM ewe 8 1875 roav. Moatomy BhiBeaeHHOE
U.P. Kpuuesckum ypaBHeHue oTpaxaeT 3akoH CeuyeHoBa O PacTBOPUMOCTH
rasoe 8 conesbix pacteopax. O6biYHO 370 ypaBHeHWe 3aNUCLIBaETCA B Cneaylo-
weit bopme ‘

In (mqo/mg) =ac, (3.1)

rae ¢ — KOHUEHTpPauuA TPETLEro KOMNOHEHTa; M, — PacTBOPUMOCTL rasa a
NPUCYTCTBUMU TPeTbEro KOMNOHeHTa; /My — PacTBOPMMOCTL 3TOFO e rasa B
ANCTUNNUPOBaHHOW BoAae. UncneHHoe 3HaveHue ko3adibuumneHta CeueHosa a 3a-
BUCUT OT Bb16Opa eanHUL KOHUeHTpaunun. CTporo rosopA, Npu 3ameHe Kakoro-
TO OAHOrO TPeTbero KOMMOHEHTa Ha APYroW, AOJKeH WM3MEHATLCA KO3dhdm-
uvment CeueHosa. [peactasneHne o6 u3meHeHun ko3tduumentoB CeyeHoBa
Npu 3ameHe 3neKTpPonuTa AaeT Tabn. 3.2, B koTopon npuseaeHbl AaHHbIE, CO-
6paHHble H.E. XomyToBbiM 1 .U, KoHnnk [59].

NockonbKy pa3nuyHbie CONU No-pasHOMY BAMAKOT Ha BbiCaNUBaHue rasos u3
BOAb!I, TO HEBO3MOXHO NoAobpaTe KoadduuueHT CeyeHoBa, KOTOPbIA Boobuie
yaoenersopAn 6b1 sceMy Habopy BOA, BCTpedalowmxch B npupoae. OaHaxo anA
MOPCKON BOAbI, GnaropapA NOCTOAHCTBY HaBopa conew, MOXXHO NO 3KcCnepu-
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