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) Chromium(III) oxychloride, CrOCl. Harald_Schifer’ UgbL
and_ Friedel Wartenpfulbl (Univ. Miinster, Ger.). 5
anorg. u. allgem. Chem. 308, 282—9(1961) —Pcllets of -

1
V

;~—-—units. Gibbs free energies are estd for scveral prepn.—

activated Cr,Os and excess CrCl;, heated in an evacuated, —-—---
sealed tube with a 1040-840° temp. gradient, give in the

—..-. .cool zone a mixt. of CrCl;, CrOCl, and SiO:;. Treatment,_ . .

with aq. CrCl; soln., then with warm, dil. HF, leaves'

N
-.———.violet to green CrOCl. Less recommended similar prepns. &[

use CrCl; with H,O, Bi:0;, TiOs, or SiOs, or Cr.0; with' \
__SiCL. CrOCl is stable towards hot H:0, alkalies, acids,’

and air at room temp., but when heated in air gives Cr,0;" ™ 00 ‘

and Cl. In vacuo at 800° CrOCI gives Cr;0y and CrCl;,

““but does not sublime. If a pressure of CrCl; exists high "
enough to prevent decompn., CrOCl migrates via the gas N
~“phase in a temp. gradient. - Estd. thermodynamic data - N
for CrOCl are: AHyg = —139 keal.; Sxs = 16.3 entropy )

reactions. X-ray diffraction data show that CrOCl is &
)

+---——rhombic with a probable layer structure: ¢ = 3.84, b = ___\

3.20, ¢ = 7.98 A., d2s = 3.47 g./cc.; dx-ray = 3.50 g./cc.;

e _____1_..,__2 = 2. The compd. obeys the Curie-Weiss Law; the____,_
C ﬂ L.’J 6) 55 Ig pammagnetxsm corresponds to 3.9 Bohr magnetons.

:sqog dc ’;

e e .—.___Richard H. Jaquntﬁ o
' o
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' 1B13.  Coemumemrt xpomma. ' II. O; moayvemim Xpo-, :
owrgropopa u xpoymmasmpas Krauss$-Hans-Lud-
wig-Schwarzbach Fritz:Chromylverbindungen. " 77
II."Zur Darstellung von Chromylfluorid und. Chromyla-- [
' zid. ¢Chem. Ber.», 1961, 94, Ns» 5, 1205—1207 (me>r).— S

3 CrO.F; (I) moxryuenm ¢ BeixomoM 629 mpomycrammed SFy: }
34 |

uag rpyborprocramumy. CrO; mpn 5% I mepnont rompgenen-,

pyeTcs 113 ra3000pa3ubIX TPORXYKTOB P-I(II IIPI IIX Qpak-; :

o “Smronmposannoit  wompencamum. I obpasyer xopirameso-t Q

: - Kpacuble mriml, T. mwiI. 30,5° IlocTememuriy mpodaBiIeniest “)

T = p-pa HN3 B CCl; x cMeclt TonxomayMennuenmoro CrQO; I
nv

P;0s mpmr —20° momyuen p-p CrOz(Ns)e (II); B cmentpe: -
p-pa Il B pmymiroil 00IACTII IMEIOTCS 2 MARCIMYMA IpI |
545 m 459 mp; mommitem ppigesenma II n . mapenie 13‘
P-pUTeJq TPHBORAT. K pasaoskenmio. Coobmpcame I e

‘ PiXmy, 1959, No 2, 4124. © I Psice Q
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5B385. [Moayuyenne M KpucTajinyeckas peLieTKa OKCH-
Gpomupa CrOBr. Danot Michel, Rouxel Jean.
Préparation et reseau crisfallin de [‘oxybromiire” CrOBr.:
«C. r. Acad. sci.», 1966, C262, Ne 26, 1879—1881 (¢ppaniu.)’
Ieiicraite HeGoabuoro 13ouitka As20s3 (1) na CrBrs (II)’

npu 380° B 3aKkpbiTOit TPyOKe B TeueHHe 16 nueit ¢ nocne- °

AYIOUUHM, YAAJMCHHEM B BaKyyMe NpH 330° u3bbitka I 1 06-

pasyiouterocst AsBrs mosyvaior ouciib YHCTBIT KOPHYHEBO-,

¢uonerospiit CrOBr  (111). TIpu AcitcTii Ap. OKHCJIOB

(wanp., ZnO) Ha 1l Takxe oGpa3ayercs 111, no 3arpsi3Hen-

* mulit ap. B-samu. I xpucrannu3yercs B pOMOHY, CHHTOHHIL'
¢ mnapaMmeTpaMH peLIeTKH: a 3863 b 3,235 ¢ 8,36, A,
Z=2, ¢. rp. D2xt%. KoopauxaTbl aToMOB ONMpeAEJeHbl Me-
tonom npo6. Koopa. u. Cr pasna 6 (4 atoma O 2 ato-,
Ma B). ' : H. TspGanay

q"‘/96[’j'g— . . !
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. 94461n Positive and negative ion mass spectra of chromyl,
~chloride and chromyl fluoride. Flesch, Gerald D.; White,——
Raymond M.; Svec, Harry J. (ISt ToT “At:“Res:; Towa- State}
Univ.,"Ames, Towa). ~ Int. J. Mass Spectrom. Ion Phys. 1969,
|~ 3(5), 339-63 (Eng). . A mass-spectral study of CrO,Cl; and Cr-
Sr 0:F3 was made to illustrate the use of a pos.-neg. ion mass spec-i .
—trometer as a convenient tool for obtaining pos. and neg. ion!
mass spectral and ionization efficiency data. Charge and atom!
2\D-exchange reactions were obsd. and explained on the basis of’
O\ ionization cfficiency data. The spectrum of neg. ions obsd. for.
~.70-V _electrons results from secondary ‘electrons ejected from:
metallic surfaces. ~After correction of the appearance potential;

of Crt by 2.76 eV for probable excitation, bond dissocn. energies, ————
V" iqnizati ntials, and electron affinities were calcd. for all the|
Q__neutral fragments of CrO,X; produced i The mass spectrometer . -———
evaluc of AH was — V. The uncertainty of this!
and the other calcd. thermochem. values is estd. conserva’tli}i‘ely:

~— "to be 50.5eV. - . —!
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i 20B37.  Ycroitunsoctb xpomuadropuaa. Roch atW.V.,!
Gerlach J. N, Gard G.-L. The stabilify_ ol chromyl|
fluoride. «Inorg. Chem.», 1970, 9, Ne 4, 998—999 (anra.) !
Harpesannem CrO:F; B peakTope u3 MOHeJb-METamIa |
npu 500—25° ¢ mocJen. 3aKankoil MPOAYKTA p-ili B H,0,
noJyyeHbl KOpHYHEBO-UepHble KPHCTAJIBL CrOF; (I). TIpwri
o6ayuennu CrOoF, caetoM Y®-o6aacTi B KBApIEBUM peax- !
tope mpu 90° B Teuenie 80 aun. oGpasywrcs KeATo-Ko-1
pHYHEBbIT PEHTTeH0aMOopd. noniMep [CrO1,6F1,4] (11), Oz w
SiF,. TTpu manbueiiwen oGayyennn I1 mennenno pasnaraet-|
os. Boixonr I ~100%. 1 wep-pum B H20, HCI, HF, HNO,, '

NH,OH, NaOH, KOH 1 06biunbIX Opr. p-puressx. I )’CTOﬁ—f
yys B Bakyyme Ao 1600° 1o na Bo3nyxe B Ni-tirae pas-|
naraetcst npn ~1600° a Cr:O3 u NiFa. Sddexmiunnbiii mar-
unthpiit Moment I pasen 1,1 pp, uTO 3UAYHTEJLHO HHKE!

Y1740 @

|




* Teop. suauenna mas Cr(44) (2,8 ps). Il p-psietcs B H36bI- |
TKC OCHOBAHHii C 06pa30BaniieM 3eJCHOro Ocaika Cr(3+)|
.1 p-po Cr(6+). Il:ycroituiip npn HarpeBamnuy B KBapue-[
iBoM THTJIe 10 ~300° a Buime.500° pasnaraercs na I, O,
‘u SiFy. ITokasauo, uto pemrefuorpamia I mlmmlmyanbna‘
i mpuBexeHsl 3Havenus [ u d peHTreHonpa\nm nopowxka I..

. C. anapirui;-
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oxide. II. Species chrom)
"N.; Belton,G. R. (Fac. Eng.,
.Metall:: Trans.
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namics of volatilization of chromic:
romijum oxychloride (CrOz Cl2). Sano,
Univ. Tokyo, Tokyo, dJapan).
1974, 5(10), 2151-4 (Eng). The volatility of

48300t Thcrmod{
1

Cr:03 [1308-38-9] in O-Cl-Ar mixts. was detd. at 627-977° k- -
using the transpiration technique. Under the exptl. condition:,
volatilization occurred by Cr:Os(s) + 2Ch(z) + 0.50:z) -
9Cr0:Cla(g). The std. Gibbs free energy change in J is 80.800iz
1200) - 16.46(= 1.2)T, where.the ref. state for the gases is atn

and T is abs. temp. Combination of this work with previoe: |

structural studies gives the heat of formation of CrO:Cliz

[14977-61-8] at 208°K of -518.2(% 2) KJ/mole. _N. L.Shepaxt | ..

D .
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C < ,‘3’, 87: 46246j Electron magnetic resonance of chromium(4+)
ions in chromium dioxide. Pietrzak, derzy; Zielinski,
Stanislaw;  Klimaszewski, Boleslaw; Baturo, Henryk; Sarbak,
Zenon;  7Zmujdzin, Andrzej (Inst. Phys, Adam Mickiewicz
Univ., Poznan, Pol). Pr. Kom. Mat.-Przyr., Poznan. Tow.
Przyj. Nauk, Fiz. Diclektr. Radiospektrosk. 1976, 8(2), 235-41
(Pol). The electron magnetic resonance spectra were measured
at 25.0 GHz and 100-500 K for polycryst. samples of Cr02(83.6%)

- “ + Cr:04(16.4%) prepd. by thermal decompn. of CrQ:Cl; vapor at
(z‘ c/pr (633 £ 5) K. The ferro- and paramagnetic phase transition was
= B obsd. with the Curie temp. at 390 K. The resonance line width

was 3840 Oe at 100-290 K and 500 Qe at 390-500 K. The
#-factor at 400 K was 1.93 £ 0.03 showing that the orbital
momentum contribution was not completely quenched out in the
Cr¢+ ion.  The resonance magnetic field magnitude increased
with temp. from 7.5 kOe at 100 K to 9.6 k(ge at 390 K and
higher temps. The dependence was analyzed in terms of an
effective internal field, Hi, operating in the ferromagnetic phase.
At 100-280 K, Hi depended on the square of temp.

~ W. S. Waclawek
A 577 16, X~
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TepMuueckue CBOJCTBA HECTEXHOMCETPHYCCKHX OKCHGTOPHIOB
xpoma / Menbuuuenxo E. U., Top6enxo O. M., Pakos 3. T'., Jmos
r

a.T.
i é/g}l(ypu. neopram. xumun. — 1987. — T. 32, Bem. 7. — C. 1596—
5

Bubmorp.: 5 Ha3B.
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12 B3197.  DTOPHCTHI XPOMHJ B HKATABIX H'-OCHOBHBIX
pactsopax dropucroro Bomopoma. Chromyl fludtide in
acidic and basic hydrogen fluoride solutions / Bésida J.,
O’Donnell T. A. // Can. J. Chem.— 1989.— 67, Ne 11.—
‘C. 2047—2051.— Aura.; pes. ¢p.

Mertomom cnektpockonmun KPP msywenst 0,1 M p-pu
CrO,F, (1) B unctom HF, ocuésnoM p-purene (cMech
HI‘-——ﬁHd’) H Gosee KHCaoOM p-puTene (3a cuer noGas-
seunsi x HF BapbHpyeMBIX KOJ-B JIBIOHCOBHIX K-T: SbFs,
AsFs umn TaFs). P-p I B unctom HF  mpaxtiueckn e
MPOBOANT 3JICKTPHY. TOK H CrO CNCKTP HIACHTHYEH CMCKTPY.
ra3. I, yTo yKasblBaeT Ha OTCYTCTBHe mepcHoca (TOp-HOHA

| X. /990, /2



HJH NpOTOHA B p-pe, T. €. | Haxo;uTcs B p-pe B MoJeK.
BujC. AHAJOTHYHHI pe3yJbTaT NOJY4YeH B CHJLHO OCHOB-
oM cMmemannoM p-purenre NHF—HF. HaGniogaemue ns-
menenns B cnektpax KP p-poB I B cMecax HF—SbFs no,
Mepe ysesnuenHs ¢-umy K-tHoctH — ammerta (Ho) o6y-
cioBJeHH oOpasoBaiHeM KaTHOHHOI uacthHun I. OGcyx-
JeHa NpHPOAA 3TOil YacTHUH. XHM. INPHPOAA JIbIOHCOBOIT,
K-THl MPAaKTHuCCKH e BaisieT Ha cnektpel KP. C yuertom
snauenuit Ho cnektpet KP p-poB I B cmecax HF—AsFs u
HF—TaFs xopouo xoppemlpylor c COOTB CHeKTpaMH B
cmecsix HF—SbFs. i it H. E. Kysunen
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115: 2953473z Mass-spectrometriciinvestigations of the reactions!
of chlorine with chiromiu:a(3+) and chromium(3+) oxychloridct
at high temperatures; the heat of formation of gaseous
chromium(4+) dichlorid= oxide. Plies, Volker * (Inst. Anorg. Anal.’
Chem., Jusius-Licbig-Univ., W-6300 Giessen, Fed. Rep. Ger.). Z.
Anorg. Allg. Chem. 1521, 502, 97-104 (Ger). The existence of
gaseous CrOCl; could be proofed by mass-spectrometric investizations
of the gaseous phase in the systems CrGCl/Cla and Cr20;3/Clz at

900-1350 K. The molar heat of formation is detd. by 2nd law calcns.
il f) SnHomy= 9068kl T

rd

CA. 1991, IS pd
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5:299 //gwg 2 Combust. Flame
C;b . 1993, 93(1-3), 1937
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" 13B19. Peaxuus Tpndxéuna'xpoma H XKHAKOro mneHTa-
dropuna sanaaus. Reaction of chromium trioxide and
liquid vanadium pentafluoride: Contain. Abstr. Pap. 13 th

Int. Symp. Fluorine Chem., Bochum, Sept. 2—6, 1991 /

* Erilov P. E., Nabiev Sh. Sh., Nikitin M. M._// J. Fluor.

Chem.— 1991.— 54, Ne 1—3.— C. P96.— Amura.
MetoaoM HK-cneKTpockonuu HACHTHOHUHPOBAHH TNpO-
JAYKTH p-UHH TB. TPHOKCHAA XPOMa C JKHMAK. meHTadTopH-
n0M BaHanus npu T-pax 19—48°C. P-uua onucbiBaercs
yp-HHCM: CrO3+ VFs—CrO,F24 VOFa. JoGasaenue
5 macc.% ¢Topucroro BoadpoAa k nexomuomy VFs ne Bau-
seT Ha COCTaB KOHGYHHIX NPOAYKTOB p-UHH BCJACACTBHE
NPOTGKAHHS  MPOLECCOB CrO;+2HF—->CrO;F+H,0 u
VFs+H0—-VOF;+.2HF. HK-cnektp TB. ocratka coAcp-
KHT  xapaktepncThy. s VOF3 mosocel ¢ uyacToTaMmH
721 oM—'—w,(A4)), 806 cM—!'—vi(E) un 1058 cm~!—
vi(A;) H HC COACPKHT MOJOC, XapaKTCPHCTHY. [/ HHIUIHX
¢TOpHAOB M OKCOGTOpHAOB BaHaaus. XapakTepHCTHY. no-
aocst CrQ,F, mposBasiotcss npH uactotax 727 cm~!—
vi(4y), 7%5 cM—! —wvg(By), 1006 cmM~!'—wvy(4)) H
AleIGVCM_-vl—;Va(Bz). L 33 P



