M3BECTH/

TOMCKOI O OPJEHA TPYAOBOI'O KPACHOI'O 3BHAMEHMH TIOJIMTEXHUYECKOI' O
HHCTUTYTA umenu C. M. Kuposa

Tom 126 ‘ 1964

BHYTPUKOMNJEKCHBIE KPEMHEOPITAHUYECKHE
COEAJUHEHHUSI HA OCHOBE NPOU3BOJHBIX
8-OKCUXHUHOJINHA

JI. 1. APUCTOB, H. M. POBKHHA
(TTpencraBneHa HayuHbIM CEMHHApOM OpraHWYecKHX Kadeup)

BHyTpuKOMIIIEKCHBIE COeIHHEHUS] KpPeMHHsI H3yuyeHbl HeJOCTAaTOYHO.
I'apou ormeuaer, 4TO YeTHLIPEXXJOPHUCTHII KpeMHHUII cnocoGeH 06pa3oBHI-
BaThb alleTH/aLeTOHATHl, CBA3bIBAsI B KOMIUIEKC TPH MOJEKYJbl aleTH-
aunerona [1]. 'ekcaxjopaucHIOKCcaH Takxke crnocoOeH pearnpoBaTh C alleTHJI-
aueToHoM, o0pa3ysi BHYTPUKOMIJIEKCHOe COeJWHeHHe  TPULHK/INYEeCKOH
CTPYKTYpPHI [2], 8-OKCHXMHOJIHH NPHUMEHSJICSI B aHAJUTHUECKOH TIPakTHKe
AJIS. KOJIMYECTBEHHOrO Onpe/esieHusi KPeMHHsl, HAXO/SIIerocs: B MPHPOAHBIX
U CHUHTETHYECKHX COeNuHeHusXx [3, 4]. r

Peakuusi ajku/aXJ0pCHIAHOB ¢ 8-OKCHXHHOJIHHOM M €ro MPOH3BOJHBIMH
He M3yuda/jachb, XO0Tsl 0oOpa3oBaHHMe XenaToOOpa3HBIX COeNUHEHHH JHaJIKHI-
AHAPHUJ-JUXJ0PCHIAHOB C 8-OKCHXMHOJIMHOM M €r0 MPOH3BOJHBIMH BO3MOXK-
HO, TaK KaK KDPeMHHil B-3THX COENHHEHHSIX 0GlajaeT KOOPIHHALHOHHDIM
4yHucJa0M, paBHbIM LiecTH. [lostomy NPeACTAB/IAN0 HHTEPEC H3YHHTD CBOMICT-
Ba BHYTPHKOMIIJIEKCHBIX COeIMHEHMH 3TOr0 THIIA.

B xauecTBe HMCXOAHBIX KOMIOHEHTOB JJI51 NOJyYeHHS BHYTPUKOMIJICK-
CHOTO COeJMHeHHs] HaMU ObIM B3SITbl JUMETHUJIAUXJIOPCHIAH U 5-OKCHMETH-
JieH-8-0KcuXuHoJAHH. [losyyeHne KpeMHeOPraHHUECKOTO KOMILIeKCa, KOHIle-
Bble Trpynnbel  Koroporo coxepxkar ocratku — CH.OH, npencrasasier
HWHTEPeC C Le/bl0 JasbHelllero OCyIleCTBJAEHHs CHHTE30B MOJHMEPHLIX Ma-
TepuanoB. IIpy mnoayyeHMH BHYTPHKOMIJIEKCHOTO COEIMHEHHS BaxKHOE
3HayeHHe MMeeT PaCTBOPUTENb, TAK KaK MHOTHE OpPTaHHYeCKHe PacTBOPUTE-
M (COHPTHI, OCHOBAHHUS) B3aMMOJAEHCTBYIOT C JUMETHUJAMXJIOpPCHAanoM. U3
MHOTHX PAaCTBOpHTE/EH MOAXOAALIMM MAJ5 NPOBeJeHHs pPeakiud O0Ka3ajcs
nuokcan. Ilocmegnuit Xopouo - pacTBOpsieT =~ MeTHJIOJbHOE nponsaoaﬂoe
8-OKCHXMHOJIMHA, HO IJIOXO 00pasylolieecss BHYTPHKOMIJIEKCHOE COeIHHE-
nue. Msyuenue CBOHCTB NOMYYEHHOro KOMINVIEKCA MOKA3aJ0, 4TO KOMILIEKC

obpasyercs coctaBa 1 : 2 u ero cTpoeHue Moxer ObITb NpPEACTABIEHO CJe-
AYyIolllel cXeMou: .
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[TonTBep:kaeHHeM TAaKOH CXeMbl CTPOEHHS KOMIIIEKCHOTO COeLHHEeHHS
SIBASIIOTCSL CJIeYION[He dKCIepUMeHTaqbHble (DaKThi: 3JeMeHTapPHBIH aHa/ U3
3TOTO COeJUHEHHUs; XKeJTasi OKpacka COeJHHEHHs, KOoTopas Takxke Xapak-
TepHa U1l BHYTPUKOMILIEKCHBIX COeHMHEHUH 8-OKCHXWUHOMIHHA C JUMEeTH/IH-

XJIOPCUTAHOM; HANHYHe CBOOGOMHBIX OKCHTPYINM M CHOCOOHOCTH HX B3aMMO-
[efiCTBOBATb C AH(BYHKIHMOHAJbHBIMU COeJHHEHUAMH (AHKapGOHOBbIE —Ki-
CJIOTBI, AMHHOKHCJOTBI); PACTBOPUMOCTb KOMIIEKCA B BOJe M KHCjIasd pe-
akuust (pH=4) no yHuBepcaJbHOMY HHIHKATOPY.

JKcnepumMeHTaNbHAA 4aCTh

D-OKCUMEeTUNEeH-8-OKCUXHUHOJNUH. B natu JuTpax  AHUCTHIIH-
poBaHHOU BOIBI pacTBopsieTcs: 70 e eakoro Kanausi U BHocuTcs 280 2 8-okcH-
XUHOJIHHA.

K moayuenHoMy pacTBOpy KaJHeBOH COJM OKcMHA npHubaBasercs
250 mm 26% pactBopa popmanbaeruna. CoJepKHMOE OCTaBJSETCS CTOSATH
IIpH KOMHATHOI Temmneparype Ha 24—36 uyacoB [0 HCUE3HOBEHHs 3amaxa
‘dhopmaabaeruaa.

3arem pactBop noakucasercs caaboim (10%) pacTBOpoM YKCYCHOi
KHCJIOTHI 10 HeHTpaJbHOH peaKuuH. BbimaBuINil KPEMOBBIH 0CaJ0K OT(HHIIb-
TPOBBLIBAETCS, MPOMbIBAETCSl TEMJOH BOAOH M BhICylIHMBaercs. Brixon
276,9 ¢ — 829% mno oxcuny. /s OYMCTKH TPOAYKT MEPEHOCUTCS B KOJAOY
¢ 0,5 2 Gensona. Ha xosmony B GeH3oJsie pacTBOpsieTcsl He BCTYNHBIIHH
B peakuuio 8-OKCUXHHOJUH H 7-OKCHMETHJIeH-NMPOU3BOAHOe. Takyio OuHucT-
Ky NOBTOpSIIOT ABa pasa. HepacrBopumblit B 6eH3o/e 0Caj0K BBICYIIHBAeT-
cs. OxkoHuaTe/qbHAsi OYUCTKA €ro IPOU3BOJNMUTCS NepeKpHucTanau3anueil nu3
BOJHOTO aleToHa, AHOKcaHa. BeH3os, TOMyos, KCHAO He SIBJISIOTCS TMOJXO-
JSIIAMU PACTBOPUTENSIMH A8 NEPEeKPUCTANAU3ALUNK, TaK KaK NpH Harpe-
BAHUU HPOUCXOAHUT 3HAUHTEJbHOE OCMOJIEHHE METH/JIOJbHOTO MPOU3BOJHOTO
8-okcuxuHosnuHa. BemlectBo uMeer temnepatypy nuaapienus 130°C; Bwuiuuc-
aeHo: N —8,2%; C—685%; H—514%; OH—19,43%: wahneHo:
N—7499%; C—6851%; H—5,23%; OH—19,63%.

BHyTpuKkoMIJaeKcHOe coeJHHeHHe B Tpexropnoii xoab6e
C 06paTHBIM XOJIOJUIbHUKOM, KaNeJbHOH BOPOHKOH M MEIIaJKOH pPacTBO-
pseTcd NMpu HarpeBaHUM 15 ¢ MOHOMETHJIOJBHOIO MPOU3BOLHOTO 8-OKCHXH-
HoimuHa B 200 ma auokcaHa. Ilpu mepeMernMBaHUM W3 KaneJbHOH BOPOHKH
MOCTENIEHHO NpPHAHMBAeTcs 5,02 e AUMETHJXJOPCHAaHA (COOTHOIIEHHE KOM-
rioHeHTOB 2 : 1), pacTBopeHHOro B 25 My auokcana. OG6GpasyeTcss KesTblil
ocanok. Ocajgok OTGHABTPOBLIBAETCS, MPOMBIBAETCS CBEXKHUMH MOPLUHUIMH
JAMOKcaHa u BblcymuBaercs. Boixox 989 wna umexomublit npoaykrt. I[Tonyuen-
HOe BEeIeCTBO He MMeeT OIlpeae/leHHO TEeMMepaTypel M/IaBIeHHs, IpPH
240°C umameHser 1BeT, npu Oosiee BLICOKOII TemmepaType ocMouasercs. Bbi-
upcaeso: N — 5,86%; OH — 7,1%; Si — 5,869%; Ce — 14,8%. Haiigeno:
N — 597%; OH — 7,1%; Si — 5,83%; Ce — 15,3%.

BuyTpuxomMniekcHOe coeHHEHHEe NMPHU BHIAEPKUBAHHM B TeyeHHe 8 ya-
coB npu 100°C tepsier B Bece 0,36%, npu 150°C — nortepum cocTaBadioOT
11,3%, npu 200°C B Teuenne 6 uwacos morepu cocrasasor 21,89% or Beca.

Pactsopumocts kommiaekca npu 20°C B OPraHMYEcKHX PacTBOPUTEAX

XapakTepuayercsi CNEAYIOUHMH JaHHbIMH: 6enzon — 10,62%; Ttoayon —
20,65; m-xkcuaon — 10,9; meranon — 67,8; sranon — 37; Gyranoan — 23;
anetoH — 24, auxJgopaTaH — 17, xnopocbopM —9,9; nuokcan — 10,8; au-
MeTHJIQ)opMaMI/m — 49,2, aup — 15,2%, 1. e. IyymIMMH pacTBOPUTENAMH

SABJIAIOTCA METaHOJI, ,ZII/IMETI/IJI(I)OpMaMI/III. Kommiekcroe CO€IHHEHHEe pacTBO-
pPHETEA SBBOHE.
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BoiBoast

1. ITokaszaHo, 4To AMMETHJAMXJIOPCHIAH 06pasyeT CpemHell TepMOCIHO-
COOHOCTH BHYTPHKOMIVIEKCHOE COEJUHEHHE C 5-OKCHMETUJI-8-OKCHXHHOJIHU-

HOM cocTaBa 1:2. HSy‘-IEHbI HEKOTOpbIe CBOMCTBA KpEMHEOPraHu4YeCcKoro
BHYTPHKOMIIJIEKCHOTO COEIHUHEHHUS.

JINTEPATYPA

1. Hardy. Chem. Alstr. 3554 (1947).
2. Reinboldt H. Wisfeld W, J. prakt. Chem. 142, 23 (1935).

3. M. Ki. Boanuen 3aBoiackas jaaboparopus. 1621 (1936); JI. B. Tuus6ypr,
Tam Xe, 1041 (1938).

4. A, TI. KpemwkoB, B. A Bopk, A.B. Mumasesa, I' . Hacconosa,
Anamma3 KpeMHeopranuueckux coeauHenuii. Iocxumusnat, 1954.



