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Por /Co(up39§(0k)j 6.2,x4$3£233;§£§£5l
Parias R. _
snn.Chimie, 1955,10,mars-avril, 353-388.

Coutribution a L étude des hydroxydes
“~mmines metalliques.

“‘J‘l"‘ ‘I. ..
Eorn 6w

am
e

-

| RX.,1959,123,5489%.  2,Ja, .. B

.




BP L0584

- Ccis. Co(NHy) (H20)2/3+

- Trans. /Co(NHB)4 (Hy0) o/7* (Ke)
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Co(VH )6 *oH~, Co(NH )63+ (Kp)
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J ‘Jhemok’oc o9 1956 ,IVLarCh 671-673 .
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Acta chem. scana.,1957,11,N8, 1405 ~1T .
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Block H.
Trang.Faraday Soc.,1959 55,N6 867-75.

¥ ceaelioBKoJes .« CIeKTPa MOHE PGKcamMKHa

PDGXB&H“HTHOPO K00aJbTa

' ‘RJ{"1,9-609N5,16599 C day d

T L R Y AN TS 8 EAIULLT 3 TN N LT WA O S vAs T A P A S o €



/co(Nﬁj)é/013QFaq,[oFf.P,Dp);} < VI"BOO/éa??f
'/Co(NH3)6/B§5;/Co(NH3)6/(N°3)35(°°(NH3)6/(01°4)3
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/Co(NHB)SClJClz(P,Do) |
» Mori li., Tsuchiya R., Okano K.
Bull.Chem.Soc.Japan.1959,32,N5,462-66,467-70.
phermodynamic studies on cobalt complexes.ll.
Solubulity and standard free cnergy of .
formation: of /CoAc/-type galts.1IX.Thermal
dissociaftion of Nexamminecobalt(I1lIl)Chloride
and chlorOantamminecobult(lliichloride.
RX.,1960,26042 _ Toe o0t T
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Donovan T. M.,Shonate C.H., Joyner 1 B.
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The heats of combustlon of some cobalt
ammlnc azides. '

LB%AE’ T '.'ﬂ-

Rx.,1960,91507 Ja

l L " / .




/V//(/[/’o Wi3ja( Narys WY

';’“'“"L.j T:'

1500, 33, LT,

ov couhmu cow“Wc;cg.*
1nccobalt FIL%,
aLb &'Tl
)1L“hcs.
‘BQ “cla ca

"-1r‘\~p

e Lad L

-allt/o,:‘:.:;.

LA N I N I T



. ‘X Y 45— i /. ’7‘1“‘:~-----~.‘._
I P A P60 v gst
[Go(Nig) B0/ (NO5) 55/ —— Ph=5B8
' ok o 72+
_/CO.(NHB)SNOB/(NOB)2?/CO(PJH3)5(._NO§’)_/‘ ’
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/-CO(NHB'_):,Q/ (e ?/. \ECTb 0 K
loryMe., Tsuchlya Re
Bull.Chem.Soq.Japén,,1960,22,N6;841—46.
Thermodynamic studies on cobalt complexes
V.On the solubility and the thermal digso-
ciation of aquopentamminecobalt(111)nitrate
‘and -bromide,and on the thermodynamic
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/(wu3)50001/ ek, /(NP3)5C0(0H2)/3+ y
(Kp, H)
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J.imer.Chem.Soc., 1960, 82,N3, 524-26.
The D20-H20 solvent effect on a
complex ion equilibrium. - ‘
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(1961); " cf. CA'55, 13031g.—The heat capacity, Cp, of.

; /] Thermodynamic characteristics of complex compounds of
4 H cobalt(III) of the chloropentammine type. G. A. Krestov
N‘ A AXiand K. B. Yatsimirskii. Zhur. Neorg. Khim. 6, 2294-2303———---~
[ -e z

. calorimeter described by Strelkov, et al. (CA 48, 133954).
Th

where v = 1 — (Cp/3R%) and 7 is’

yze!

[Co(NH3)sCl]Cl, (I) was detd. at 70-300°K. in an adiabatic————-—

{1 k .The exptl. values were extrapolated to 0°K. by the plot—--— . _.
* log (Cp/T?) vs. log v,

the no. of atoms in the mol. The entropy and enthalpy of
777771 obtained by integration of the plots Cp/T and Covs. T
M. ?‘ : were 87.5 e.u. and 10.95 kcal./mole, resp. The thermo-_

~-=;———-—dynamic functions of a scries of salts of the following type
; were caled. and tabulated: [Co(NH;);Cl) X, and [Co(NH,)s-

See wm et ClJY (X = CL Br, I E, NOs, Cl0s, BrO;, CIO,, and, MO~~~
: and Y = G0, TO}, SOuand CrO.)- Thé values of AHm:

o oo 8203, ASzs, and pK of [Co(NH,)Cllt were —162.1 and~

—80.9 keal./mole, 78.4 e.u., and 37.7,resp. ~ _ CA .

= o, R e R N B —

comiss @

9509aky T TR

Q



555 SIF-Uu . W75

| V1-897
/Co(NH )6/C13’ /Co(NH )6/Br7,

/Co(Nh3)5(H o)/c13 (Cv Hp~H, ,stf)
Kpecros I'.A., HHMMAPCFMM X.B..
H.HEOpIaH XMNMUK, IJGI ,6,110, 2304-11.
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| /Co(NH3)4.(H20)Cl/012 ‘(,be)

Mori ., Tsuchiya R., Takemura Se,
Ilatsuda L
Bull.Chem.Soc.,Japan,1961,éﬁ,N12,1757—60.

Thcimodynamié studies on cobalt complexes.

VIII.Some information about diaquotetra-
mminecobalt(III) complexes and thermal

aissaciation of the correspondiuq chloride.
'Rx.,1963,104217 i, - Est/orig.




77/

/Co(NH )4(H 0) /3+,(Kp,G H,8) YI-2079

B

/Co(NH )40204/ (Kp,G H,S)
iori K., Tsuchiya R., llatsuda b

Bull.Chem-~oc.,Japan,1961,34,N12,1761-65.

Thermodynamic studies on.cobalt comple xes.
IX.Chemical equilibrium between. diaquotetrar
minecobalt (III) complex and oxalate ione.

- R.,1963,1359 10,3y Eat/ovis.
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) 0B CCP ®annap Akan. Jokmafnaps, JLOKiL. AH
y3CCP», 1962, Ne 3, 17—19 (pes. y36.) . o
OnpepaesieHsl TeIJIOTEl Cropans (B kaa/e) B-B: [Co(NHy),~
(NO,)CNS]CNS 2558,3; [Co(NH,;)a(NO2)CI]CI 1441,7; [Co- T
s s :(NHg)4(NO:)Br]Br 904,3; [Co(NHj)s(NO2)J]J 761; mpanc-
flCO(NHs)4(N0=)z]NOa 757; [Co(NH;)s(NO2)(NO3)INOs-H.07 7 77
: ;{ --1647,9, [Co(Py)3(NOj)s] 4364; [Co(NH,)2p-Pic(NOs)s] 2728;i
JAY . |[Co(NHg):a-Pic(NO2)s) 2727; [Co(NHy)2(Py)(NOs)s] 2388;""
- f - 1[CoEn(NH3)(NOz)s] 1646; [Co(NH:,)aﬁ:P_i_cQ(_l\i(_)z)Z]Ql 2981;!
! [Co(NHa)aﬁ-Pic(Noz)g]NO:, 2667; [Co(NH3)gB-Pic(NO;).]Br, o
o == 9604; [Co(NHg)sB-Pic(NO)21 9343, rpe En—o3THMEHAH-_ .
‘i aMuH, Py-—nupuauH, Pic— nuKOMH.
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i
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Transition metal nitrites and nitrosyl nitrites. 'C, C. Addison™
Co ’ ‘and D. Sutton (Univ. Nottingham, Engl.). Inorg. Cheni. 2,
“228(1963)Cobalt nitrosyl carbonyl was reacted with NOz"_“
(NO 0 vapor. A pale brown compd. (I) of empirical formula Co(NO).-
L)Y — (NO:):0; was formed corresponding to Co in the 34 oxidn. state.—
I is p'lramagnctxc with x, = 3.98 X 10~%c.g.s. units. The mol.
AV formula is believed to be a dimer of I, [Coy(NO)y(NO:)(O¢], with- ———
' the Co atoms at the corners of a tetrahedron bridged by O atoms
eeeeimseom e | - e @lOng each edge.  Addnl. work is being done to show that simple._____.__
metal nitrites are stable only if a hxghcr valency state of the'
oo mmeq—e-—metal is not readily available, . _B.E.Hankins . ___
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/Co(sezH) >t (k) V-2

Hs)s
Aaverom M.K. , Canexona AWM.

Yu63an.Azepl.Toc.Yuus. ,Cep -Xmy.nayx,,

o ' I1963/4/,15-22.

CocraB 1 KOHCTaHTa He'c'raémmx.Icomnﬂercca
C THOCEMUIADGa3MIOM. . CO(NOB)E

Est/orig. ' .

-“",‘/ql'j . CA,1965,62,N8,8439¢
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(NH )200014 (s5aq, bHaq,oFaq,nKp)

Fogel N., Llnchun C., Ford clyde, Grindstaff“

Behavior of ammonium tetrachlorochbaltate (II
on hydration.

PJX,1965,8B89
| Be.ll, Ja, FEoth eporisy, |
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Behavior of ammonium tetrachlorocobaltate(ll) on hydration.’
Norman Fogel Chun C. Lin, Clydc Ford, and Wyman Grind-
staff (Univ. of Oklahéing, Nortan). “Inorg. Chem. 3(5), 720-6
(1964). Magnetic, spectral, and thermodynamic changes were.
investigated for the formation of ammonium tetrachlorocobal-
tate(1I) dihydrate from the anhyd. compd. In anhyd. (NH,).-
CoCly, the maguetic moment (4.77 Bohr magnetons) and rela-
tively large Weiss const. (22°) indicate a distorted tetrahedral
structure. The spectrum was roughly fitted using the simple
crystal field parameter A = 3300 cm.™}, in fair agreement with
known tetrahedral Co(II) chloride compds The fragmented
spectra are compatible with distortion, although the exact distor-
tion could not be detd. In the hydrate (NH,):[Co(H,0),Cl],
the magnetic moment (5.18 Bohr magnetons) is indicative of a
distorted octahedral structure. The spectrum was fitted using
the point charge model, by assuming tetragonal distortion with
A = 6950 cm.™! and Ds (second-order splitting parameter) =
+ 175 =+ 25 em.™! (+ indicates axial elongation, — axial com-
pression), 1gnormg Dt (fourth power splitting parameter).

" e dd




The reasons for choosing axial compression (two waters trans and
closer than four planar chlorides) as the most probable structure
are discussed. The dissocn.” pressure was investigated: and
indicates that both waters were lost simultaneously.- The
thermodynamic properties at 30° were calcd. for the reaction

NH4)2[C0(H20)1C14 s) = (NHq CoCly(s +_F&f'{19 rom the
varation of vapor pressure with temp. This Is fitted bz the-
equation log p = —4140/T + 13.830, where p is in mm. and
‘T in °K. asat 1 atm. was taken as the standard state. The
" thermodynamic values are compatible with the postulated change
of structure during hydration. The thermodynamic consts. at
30° are K4 = 3.7 X 107¢ atm.?, AH® = 38,090 cal./mole, AS® =,
101 e.u-, and AF®_= 7530 cal./mole. | RCHH

o DA —_——
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E B VL4525
Go (NH, ) H,0°F,HC,0, "(Kp, o F L
Cols )50+ H02% LT o %)

Sullivan J{C.,ﬁFrench by I

The agsociation between chromium (VI) and
aquopentaamminecobalt (III) in gqueons ‘
perchlorate media~ '

. RX.,1966,12B131  Ja,B P
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TupyJHCKA B.., BOITIEXOBCKI B.

% CTPYK « X1MuM , 1965,8 , 186, 928~3 L. .
CTDYKTYpa MOCTHUKOBEY KOMIIEKCOB roGaimTa/ll/ .
I.llpuieHeHne METONa KDPHCTaINYlIOoJNA K JIBYMO-
CTHUKOBEM KoMIIEKcam kodaunTa/ll/.

RF.,1966,4D153 3
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LCo(WHs ), Uy ONO.](MD,), ", o (1Ms), WO, SEN I

-

VY A AT

o (Nils), @ 0, ez, i, 1o (M, ), (Vo)
¥ [ ) o J /2 l’-)LC.LOQ 10-
/CO(N”3)6 /’375/ /CO [’Vl{s)(, /J; ) ';/QM'/CO(.NMS)V /@

NO;,
[lanxosa J.J. (A Ha” . H+) >

/3B, BUCH . VUCOH o 3B TEHNIXIMIA M XM, TEXHOI
I1965,8,#& 2,231-37

Tepuoxmanyecroe ECCNeNIOBaHKe HEKOTODHX  KOMIHEE
JEKCHHEX KOOaJNhTHCOCMAHEHT,

PKX.., 1966 , 15409 o nER——
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.(_3."_(.1;’_1_{2)‘6,?}\?? Co(NH3) g I 7 Yerioe

: ' ' (Taoo
Barpnet M.T., Craven B.ll, Fyeemen H.C.,

Kime N.E., Ibers J«&.,
chém. Commun.1966(10),307-8.
the Co-N boud-lengtlis in Co(I1l) and
Co(III) hexammines.

CA,1966,65,N3,33038.




) s
Co-N-kounscie. | BP-VL-H682.) . [GLE
‘ S '} 6 51090. HW3ayuenne 3€KTPONPOBOAHOCTH BOJHBIX pac-i ‘TAd
e R . ~ “IpopoB HHTPOAMMHAUHBIX KOMIJICKCOB TpCXBaJICHTHOl'O KO- 28

iGanpTa, Ratayama Sl . Studies on electric con-

. |ductivily of aqueous solution on nitroamminecobalt (I1I)} .
" “icomplexes. «Scient. Papers Inst. Phys. and Chem: Res.»,}-
11966, 60, Ne 4, 151 (anra.) ‘

; ~1 Hamepena SKBHBAJCHTHAd 3JCKTPONPOBOAHOCTD  BOAHBIX (- = - -
{p-poB psAa KOMIIEKCOB Co(3+) mnpn 25° 1 pasTHUHOM
|pasGaBnenni 1 paccunrana 3JIEKTPONPOBOJIHOCTD (M) npi
{GeckoHCUHOM pa3GapJeHII. Oas [Co(NHj)e]3* A=199,4,!

‘' pas [Co(NOg)(NHg)g)** 65,7 1t yuc-[Co(NO2)2(NHa)s 1%,
134,5; nan mparc-[CO(NO2)2(NHg)gJ* 34,0 11 s Co(NOg)y-|
i (NHg)e~ coots. 33,0 om-lcu®. U3 pannpix no A mpwumcjae-- - .-
o Mbt  xoucrantsl accounanun (K) nosmnpajeHTHBIX KoMII-!
c | ICKCHBIX KATIOHOB C HOHAMH Cl-; 1gK ana  [Co(NHz)g]3*-1
fCl- pasen 1,5, a aas [Co(NOz)(NHy);]*+Cl~ 1,3. s
2 o Pesioye

X 1R 6
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CoSfllospnsiler~
)Cc', ) ﬁél, ulf09«;»7b ormation of assc;lci}e‘ltes in \a{ luteo;dfatp—amxlx}omi\tlxtm
AL ), *Q sulfate~water system. _Leshch, I. Yu.; Frumina, L. .
L___(__.A_k. Al'é—

:‘k’*/('j/%_fgﬁf”?{‘l‘ Inst. Nikelevo-Kobal'tovoi Olovyannoi Prom.) 1966, No. 30, 3649

e e s

A 9540 4o @

" (Russ). The equil. Co concn. in the system [Co(NH;)g]g(SO.);—%

1966

Bernovskaya, F. M.; Shneerson, Ya, M. (USSR).  I7. Prockt
‘Nauch.-Issled. Inst. “Gipronikel” (Gos. Proeckt. Nauch. Issled.|

___(NH{):S0~H0 was studied at 4-160°.  The soly. of luteosulfate
increases with the concn. of (NH();SO:. This is probably due tof
the formation of assoc. of the compn. {[Co(NHj)g(SO)a}? 2"
" The exptl. data were used for calcg. the thermodynamic consts.
characterizing the system. The values of the changes in enthalpy
and are —9.0 and —3.2 for_the formation of
5 H;).]SO#"‘ and +8.9 and —23. =
— At relatively low. concns. of the sullate ion, the principal amt. of
Co is in the 2-layer complex ion {[Co(NHj;)s)(SO()2} =. In the:
—pptn. of Co from solns. contg. (NH,).SO: luteosulfate is not!"
fevolved but the alum NH,{[Co(NH;)s] (SO4)2} is. = 15 references.|
—‘—"7] e . _L.Holl ™

. -
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32426x Effect of pressure on the dissociation of electrolytic'
—solution. III. Electrical conductivity of hexamminecobalt™
(III) sulfate at high pressures. ' Jiro Osugi, ‘Kiyoshi Shimizu,;
—and Hideto Takizawa (Univ. Kyoto). "Rev. Phys. Chem. Jap.m——
+36(1);=1~7(1966)}(Eng); cf. CA 63, 9115g. [Co(NH;)s)2(SOu)s'
_was prepd. from an aq. soln. of CoSO, NHs, and (NH():SO4——
by using decolorizing charcoal as a catalyst. The crystals were:
washed with H,O, abs. alc., and then dried at 150-180° to const.|
wt. A high pressure cond. cell, made of Teflon, was mounted in|"
a high pressure vessel. The soln., isolated with Hg, was com-|
~ pressed by an oil injector. No data on soln. compressibility was;
available, so calens. were made on the basis of the known com-‘
—pressibility of H;O. The degree of dissocn. («) and the dissocn.™
const. (K) of [Co(NH;)s]SO* were detd. from the equiv. cond.
—(£) of the dil. soln"(1=8"X"107*NV) at 25, 30, and 40° and pres-"—

¥ /

i

C.A-196%.

668 e




sures up to 600 kg./cm.3 The A, &, and K mcrease ‘with in-:
creasing pressure. The entropy change for dissocn. is neg. and |
becomes less neg. with increasing temp. and pressure. The vol.
change is neg., becoming more neg. with increasing pressure at 25 }
and 30° but less neg. at 40°. These phenomena are explained !
by the properties of solvated H.O at high pressure. Thei increase '
‘of A with pressure is ascribed to the increase of ioni¢ mobility at i
25 and 30° and the increase of « at 40°, the ionic mobility de-
creasing with pressure at this temp. Curves demonstrate the'
temp. and pressure dependcnce of K and the effect of pressure on !
_the ionic mobility. * . Ralph H. Steinberg '

4
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4.0
'ZnN2H4 (Kp) -

‘Banerjea D., Singh J.P.

7.anorgan.und allgem.Chem.,1967,349,N3-4,
213"'190 -7

Studies on the hydrazine complexes of some

bivalont metalions in aquecus solution.

RX.,1967,20B181 W, Ja, F
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“7111027k The solid-phase trans-to-cis isomerization of [Co-
(NH,)C1,]10;.2H,0. H. Eugene LcMay, Jr., and John C.

‘Bailar, Jr. (Univ. of Illinois, Urbana)." "J. Amer. "Cheni.”Soc. 89

(22); 5577-84(1967)(Eng). Studies were conducted which offer

.evidence that cis-[Co(NH3)Cl.]I0; is the product formed when

solid trans-[Co(NH;)Cl:)10;.2H,0 is heated. A kinetic study

‘of this reaction gave AH* = 52 =% 6 kcal. mole~! and AS? =|

61 = 18 cal. mole~! degree~! for the dehydration process and
AH% = 46 = 6 kcal. mole™ and ASt = 41 == 18 cal. mole™
degree=! for the isomerization. The isomerization is interpreted
in terms of an aquation-anation reaction sequence. 27 refer-
ences.___ ; _RCJC | i

108
4 |
Cp st

19
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¢ 7 B83.  Tepmopunamuka o6pasosanusi Co(NHa)sCl2+
H3 Co(NH3)sOH3+. Langford Coop €T I, dforr
Warren R. Thermodynamicsof -~ the -formation of
Co(NH;)sCI?+ from Co(NH;)sOH3+: separation of envi-____
ronmental effects. «J. Phys. Chem.», 1967, 71, Ne 8, 2602—.
2605 (aura.) :

Cywecrsennas 3aBHCHMOCTh SHTAMBIHIL (AHY,,
KKQa[#02b) 06pPa30BalHsT KOMIVIEKCHBIX HOHOB B  BOJIM.
p-pe OT T-pbl H BO3MOXHOCTb HAJHYHS MAaKCHM. 3HAUCHIIS .
kouctautel papHoBecus (KP) o6pasoBaunsi kauectsemuo.
OObsiCHEHBl BAHSHHEM OKpYKaiowel cpepbl. ITo muenmnio!
apropos, p-uisi o6pasopauust  Co(NHs)sCI2+ (1) 3!
Co(NH;)sOHz*+ (1) u Cl- B Bomi. p-pe mpoTekaeT uepes

‘craanmo oGpasopanust pHelwHechEPHOro Kommsaekca (ioH-

noit maper) Co(NHj3)sOHz*+...Cl= (III). Cnektpodoto-

serpuy. . onpenensemoe _ Ko=[I/[IN=K,K,ICI-1/(1+K,-'

o —




N VINTRIID S = o= S - - s tse AR ¢ .
\

[CI-)), rae Ky u Ko —KP p-wiit H+Cl-==I11 u Tl1=1...,
... OH,. Tlpuusro, uto cneunduueckie BJAHAHHA HOHOB Ha'
AKTHBHOCTb BBI3BIBAIOTCA accomuaumeil, it uto K, Momo-:
TOHHO Bo3pactaceT c¢ T-poit. Mamepenst Ko pas pasuosec-:
npix eaeceit I—IT 1 Cl= npu T-pax 25—85°, nouuoii cie,
1 u pasanuuex xonu-usax Cl=; Ko mnsmepsiiuch cnektpo-!
potomeTpuueckn npi 555 #a B GHICTPO OXJAKIACHHBIX 10|
15—20° p-pax, mpeaBapuTeNbHO BLIAEPIKAHHLIX [0 COCTIS-|
HISL paBHopecus Npu 3ajaaunoit T-pe. Bwuncaenusie Haj
OCHOBC YKa3aHHLIX BhILIE JOTYIWIeHIit Besiunisl Ky npi
25,0; 35,0; 47,0; 57,0; 65,7; 76,7 u 86,0° coorn. papunt 0,9; |
1.2, 1,4 1,6; 1,5, 1,3 u 1,3 M=% pemnununt 102 Ky (nyae-|
BOIT pasMEepHOCTH) MpH TeX e T-pax pasusl 1,5; 1,4; 1,5;!
1,5; 1,7, 2,3 w 2,3; craupapTHble OTKJOHCHHS BENHYHH 3a-
kaiouenst mexay 0,03 u 0,08, _H. T. Pulcc’




Copper H. Lzangford and Warren R. Muir (Amherst Coll., Am-

2 herst, Mass.). J. Phys. Chem. 71(8), 2602-5(1967)(Eng).‘\ N

. s Although overall formation consts. for complexes have often!

2 M i,-o HQ been evaluated at a few temps. and thermodynamic pammeters‘1
S W  caled. from conventional log X —(1/T) plots, such plots are not|

too often linear. A max. value of K near room temp. may be|

‘found. Thus, AH® may actually change sign. This study re-|
ports the equil. const. for the reaction Co(NH;);OHs** + Cl- =
. Co(NH;)sCl?+ at 25-86° at unit ionic strength and pH 3. Sub-
stantial curvature in the dependence of the observed concn.
K-. - ratio [Co(NH,;);Cl2*]/[Co(NH);:OH**] on chloride concn. is in-

: q?f '57776v _Thermodynamics of the formation of Co(NH)Cl**
d){ /LH))S_& from Co(NH;);OH;**: Separation of environmental eﬂects.i

*terpreted by means of sepn. of the outer-sphere ion assocn. equil.!
from the outer-inner-sphere ligand interchange ef{luil. Equil.!
1

. consts. for the two reactions Co(NH:;)sogz‘+ +Cl- = Co(NHz)s-?
2 . 2 |
,OH+...C1~ and Co(NHj;);0Hz**...Cl1~ = Co(NH;);Cl** may be’
.identified and are designated K; and K,. K goes through a max.!
at 57° but X, increases monotonically with temp. _RCKG .

| <
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: o deuterium oxide, and aqueous dioxane. Chan. Sai_ Cheung;' .
@9{ N H P ﬁ];_l;{ui._g. Y..(Univ. Hong Kong, Hong Kong). Aust. J. Chem.|

O |1 1968, 21(12), 3061-3 (Eng). The pKa values of [Co(NH;)s-
\ ——OH;]** and [Cr(NH;):OH.]** in H;0, D;O, and 20% aq. dioxane’

il

- m OF = —sFR 1968

___or NaOD using a glass electrode as indicator and a pH meter.”

T (+40.32) and aq. dioxane (—0.03) by carrying out the measure-
—literature values. The acid dissocn. consts. of [M(NH;)s:

—solvent, pKa (observed), pKa (cor.), and K, (mole/l.) given):

1354g\Acid dissociation constants of ‘aquopentaammine-|
co and aquopentaamminechromium (III) cation;.in water,!

were detd. by titrating the aquo cations with standard NaOH!

The pH meter was standardized with buffer solns. in HyO only,'
but corrections were made to the observed pK, values in D;O——

ments on HOAc in these solvents and comparing the results with

OH;]*+ cations detd. at 20° and 0.1/ ionic strength were (metal

1
—

.Co, H,0, 6.18, 6.18, 6.61 X 10~7; Co, D;0, 6.35, 6.67, 2.14 X, -

—1077; Co, dioxane, 6.33, 6.30, 5.01 X 1077; Cr, Hy0, 5.10,
- 6.10, 7.94 X 10-%; Cr, D,0,.5.26, 5.58, 2.63 X 10-%; Cr,
—digxane, 5.28, 5.25, 5.62_ X 1078, .

. CFIN

A 198

: \

l
.
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14 51054, KOHCTAHTH KHCAOTHOM AHCCOLMALIN Ka'md-

JH._ 1os [Co(NH,)sH-OP+ u [Cr(NHa)sH,OF* B Bone, oOkicH
MEATEPHR M/ CMECSX — BOJA — JUHOKCAI: ChansS. C,

"Hui K. Y. The acid dissociation constants of aqudpenfam-
‘minedobalt’ (I11) and aquopentamminechromium (III) cati-
“ons in water, deuterium oxide, and aqueous dioxan. «Aust-
fral J. Chem.», 1968, 21, Ne 12, 3061—3063 (anra)

Ipu 20° 1 nounoit cie 0/1 (NaNOs) noreuuno'\xeTpnq’

.MCTOHOM OmpeleeHbl  KOHCTAHTBl ~ PaBHOBECHSI  P-IUHl
'[M(NH3)5H70]3+—>[M(NH3)5OH]2++H+ g M=Co¥+ n
Cr3+ B H,0, DO 11 20 pec.9% cmecnt miokcan — H,O (3na-
yenusi Ka. coorn. pasunt 6,61 < 10~7; 2/14.410-7 1t 5,01-10-7
nis M=Co3+ u 7,94-10-6; 2,63-10-¢  u 5,62- 10 -6 nas
M=Cr3+), ] — A.C.C.
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b — 1860x etermination of the heats of combustion of some —
cob

—
-J
—
I

= i complexes.._Gapiev,_A.; Akhrarov, S.; Tukhtaev,
»-W Sh. Sh, (USSR). Zh. Neorg. Khin. 1968, 13(9), 248T=3 (Rs5). —

tetrammine salts of Co(III) were presented. The Co(III) __

compds. used were synthesized by known methods. The heats

of combustion for the complexes investigated are tabulated. In.__

! the Wagner-Miolati series, the heats of combustion of the

| compds. examd. increase with increasing amt. of NH; and de-
creasing amt. of the nitro group present. In the trinitrotri-—
ammine salts of Co(II1), when one of the nitro groups in the inner
sphere is substituted by Cl1—, Br~, NCS—, OH—, NO;~, I—, the ™

| heats of formation decrease in the following order: NCS >’

— t Cl>OH > Br>1>NO; > NO:.._ A similar_behavior_is ob-—

|

1y @ -

AL “The heats of combustion for some diammine, triammine, and:

;

X

} p—

C( H 26 G~Q‘




served for tetrammine complexes studied. However, in this
order, the abs. value for the heat of combustion for tetraammine
salts is greater than that for the resp. triammine salts. When‘

one NH;j in the inner sphere of the triammine salts of Co is re-

placed by a- or B-picoline or by pyridine, or when all of the am-'
monia is replaced by pyridine, then the heats of combustion i m-
crease. When one of the NH; in theinnersphere of tetraammine'
salts is substituted by g-picoline, then the heats of combustion:
decrease acccrding to the following order C1 > NO; > Br > 1.
S. A. Mersol '

‘ | | \

i
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\/O = }‘&),,wu,u{c 56d JTheso -c1rect on the dissociation of the

¢ aquopeitaamminecobalt(III) jon. Roger C. Splinter, Simon ].[
Harris, and R. Stuart Tobias (Univ. of Miniesota, Minneapolis, !
_Minn.). Taorg. Chem. 7(5), 897-902(1968)(Eng). Potcntio-'f_
metric and spectrophotometric techniques were used to det. the!
equil. consts. for three reactions: (1) Co(NH;);OH»* + H.O =!
~ Co(NH;),0H?* 4+ H;0*; (2) Co(NH;),0D3* 4 DO = Co-:
(NH;),0D** + D;0%; (3) Co(ND;);0D:* + D,0 = Co(ND;);-!
-OD* 4+ D;O* at 25° in a medium with [ClO(~] = 0.30007f.
Values of log *K; = —6.22, —6.75 (89% D:0), and —6.70"
-(999, D,0), resp., were cbtained. Each value of the cquil.:w——
“const. was refined by least sqs. The partially exchanged species |
~Co(NH;),0D3* was studied by using a flow system. Con-~—
trary to an carlier report, the aquopentaamminecobalt(IIT) ion!
_exhibits a rather normal isotope effect, log (Ki/Kp) = 048 = __
0.01 (error at the 999, confidence limit). A comparison of the:
_dissocn. const. of Co(NH;);0D2* with that of Co(ND;),0D23%,
log K, = —6.81 and —6.70 (valid for 100 mole 9% D.0), resp., !
indicates the size of any secondary isotope effect which arises!
~from the exchange of the 15 ammine H. 30 references. . RCHH |

C A 196568y
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____.____—.~—- ger C,Harris Si uar e

NH H‘ solvent isotope effect on the dlssouatlon of the aquopcnta- .
X 5’ -—ammmecobalt (III) ion. «Inorgan. Chem.», 1968, 7, Ne 5,

Co(NH,);ﬂH

\.

3 B5874. BBOTOHHNI?-' 2 66 E feas nﬁ_‘iﬁcco{QB

uuamm H axnonemaammxoﬁanbmnona Splinter Ro-

897—902 (anra.)
2~ TToTeHUHOMETPHUCCKHM 1f CNCKTPOPOTOMETPHUCCKHM MeTo- [
naMi H3Mepenbl KoHcTautel pannoBecHs p-uHit Co(NHjz)s- -
—_OHg3++H,0—Co(NH;)sOH?*+ 4 H,0+; Co(NH3)50023++,
+D20—>Co(uNH3)5OD2++D30+ Co(NH,3)5 OD23++D20—>-
——Co(ND3)s0D2++4-D;O0+ nipn '95° 1 [ClO4~]=0,3 MOAblA, T |
3uauenust lg K H3yucHHBIX TPOLECCOB COOTB. PaBHB —6,22, |
———6,75 (comepx. DO 89%) n —6,70 '(conepk. DO 99%) o
3uaucHie H30TOMHOTO s dekra Ku/Kp pasno 0,48. TIlpu!
——1009% wmoabuoM coiepxauin DO norapudmbel  Koncrant ——
muccounaun nonos Co(NH3)sOD2+ 4 Co(ND3)sOD,3+ |
——coorB._pasubl —6,81 1 —6,70. Pesroucl




= | ( 27 oy P .
[N Il 6 5D 1909
AT . 20B129. Hsmenenne SHTAMBNHH NpH LEJOYHOM THAPO-|
) JIH3€ HOHOB raJOrcHIneHTaMMmi 0anbTH-HOHA. nOKaBIITEJIb-'
tH CTBO JHccouHatHpHoro mexauuama. House D. A, Po-——

well H. K. J. Enthalpy changes in the base hydrolysis
~of"The Halogenopentamminecobalt (III) ions: evidence for ———
a dissociative mechanism. «Chem. Communs», 1969, Ne 8,
382—383 (aura.) g —
HMsnepeno xanopHMeTpHY. H3MellCHHe SHTAJbMAHH B P-LHAX |
Co(NH3)sX?++OH-=Co(NH3)sOH?++X~, rae X=Cl:—-
(—6,0), Br (—5,6), J —3&,3 rraa/a046). U3 3THX paunmix
H H3BCCTHBIX M3 JHT-Pbl 3HAUeHHIl SHTAJIBNHH AKTHBALGM |
1JIsT 3THX P-LHIT BBHIYHCJCHB! 3HaUeHHsl SNUTANbMHH NMEPEXOX-,
woro cocrosinus 3ameutenns X nonom OH-—. IlocrosincTso:
SHTAJBMHI TEPeXOJHOr0 COCTOSIHHS 1e3aDHCHMO OT NpHpo-.
nbl X MOATBCPXKAAeT HajHuie XHCCOLHATHBHOIO MeXaHi3-}
Ma, BKJIoyalowmero nepexoanoe cocrosuwe ¢ KU 5, ‘;
: P. Hlekounxuna
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. 'Horo Ko6aabTa M YCTONRYHBOCTb OGPA3YIOIHXCH KOMILIEKCOB !
' B sopuoit cpepe. Giibeli A, O, Hébert J, Tail-!
lon R, Coté P ATLctinon de I'ammoniac sur THydro- |

- i;"??'&é"'d‘d"ébb‘alt (1) et la stabilité des complexes en milieu

G) _ N-ﬂ ) 1 B167. [eficTBHE AMMHAKA HA THAPOOKHCH ixéy:{nanem:-ilg)")'o
" -'.‘-.\-A:.J
ot S

ok e o e ’

Ted aqueux. «Helv. chim, acta», 1970, 53, Ne 5, 1229—1235}
(W‘Lw (bpaHIL.; pe3. aHrmL) ' |
e MerozoM H3MepeHHsT p-PHMOCTH OCagKa CofOH)l_._ B BOJH. !

A NH, ¢ npumenennenm paauounsorona Co®® ipi 25 HOHHO |

. cusme 1 (NaClO;) 1ccnenoBaHoO KOMIJIEKCOOGpa3oBaHHe

Co (2-+) ¢ NH; B Boan. p-pe. Ilokasano, uto 06pa3yl0TCﬂ|
komnaexcst Co(OH),, CofOH)s", Co(NH,),2+, Co(NH3)32+,$
' ?w . Co(NH,),2* u Co(OH):(NHj),, obmuc CTaHTHl yCTOl- |
4HBOCTH K-puiX paBmnl (B ed. lg B) 8,7; 9,9; 3,7; 5,1; 5,9;
- 11 coots. Ilpoussenenne p-pumocth Co(OH), pasno pK = i
=14,8. : P. A. Jlunun

. . -
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r + 2— Appllcatxon of the continuous variation method to the /‘fyﬂ
con Uﬁetnc determination of formation constants-hexaam-|
llé mmecobalt(lll) chloride-sodium sulfate and tris(ethylenedi-!
amme)cob{lt(III) chloride-sodium sulfate systems. Katayama, ™ T
Shunzo; Tamamushi, Reita (Inst. Phys. Chem. Rcs"’T?lT—lo,,
Japan). “ Bull.” Cheni=™"Soe- “Jap. 1970, 43(8), 2354-8 (Eng).
- The conductance behavior of mixts. was investigated with the!
. following systems in aq. solus. of various ionic strengths at 25° .’-— —
——— NaCl-KCl, XNaCl-NaClO,,© NaCl-Na:SO;, [Co(NHj;)sCl;-|
Na,SO,, and [Co(en);) Cl;-Na,SO;. Apprecmblc deviations of the'!
= measured conds. from additivity were obsd. in the last 2 systems

involvi ing the Co(IIl) complexes. The deviation was attributed |
to the ion-pair formation of the complex cations ‘with sulfate!

fxons, the ion-pair formation consts. at various ionic strengths| - - -
—-———————were detd. by means of computer anal. of the deviation without| — "
relying on the Onsager conductance equation. The thcrmnd)-f .
namic ion-pgir formation consts. at 25° were as follows: Jog A = ——-————
35 Tor [Co(NH;)e)?+.SOF~ and log A = 3.0 Tor [Coten))3+.- |
___ SOFTIhcE anarl. of ‘_unuuctance behavior of mixts. proved to ————---—
T be’a useful method of studying ion-pair formation partuul.xrh
at relatwcly hlgll mmc :.trcn;:thE_______“ .. RCOC
l
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5B917. KanopumeTpuueckoe ~ OnMpemeJenHe  SHEpPrui ==
paciieniicHist B NOJC JHFANAOB  AJs FeKCaaMHH-HOHOR |

— AByXBaJCHTHRIX  KoGanbTa H  HHKeJ. Muhammad—"
_BadriJamiesonJ. W.S. Ligand ficld splitling ener-;

—=gies of he hexaamminccobalt (II) ion and the hexaammi-r——
nenickel (II) jon measured by a calorimetric method. «Can.;

—— J. Chem.», 1970, 48, Ne 14, 2177—2181 (anrx.) S
Baamvozeitersuenm ‘6easoan. CoSO; 1t NiSOy ¢ ras. NHa;|

—— cumreanposanst CoSO4-6NHs 1 NiSOs-6NHs, meammonu-i-— -
3auieit K-DbIX TIOAYTCHET KOMIJIEKCE C Pa3/IHUHbIM conep-!

— sxamieM NHa. Masepensr TengoTsl  p-peHiis NOJYUYeHHBIX = =~
KOMMNJEeKCOB B pa3l.  BORH. p-pax~ NH;  Ipu-:

BeACHB! 3BICHMOCTH TCIIOT P-PCHHA OT -NMPOLEHTHOTO CO- ===~
nopiauns NH B 06pasiax Juisl HI3KOSHEPTCTHS. 1 BICO::

——Y 5




KosHepreTiy., Kommaekcos, HaliicHo, 4To MakCHMyMbl pas.
HOCTH TEMJIOT p-PeHHs A8 HH3KO- 1I  BBICOKOIHEDPreTii.
KOMIIJICKCOB COOTBCTCTBYIOT MNOJYUEHNBIM CNEKTPOCKOMHYC-!
" CKH 3HAYCHISIM SHCPTHI PACUICMVICHHST B NOJIC JHIANA0B I/
rexcaamin-nonos asyxsatentnnix Co m Ni. 9tor BbBOA!
coracyerca € TNOJYYEHHBIMID palec (PIKXny, 1966,
"135603) mauupiMu AAS HI3KO- M BbICOKOINCPTETHY. Tipa-
108 MnSOj;, FeSO4 CoSO; 1 NiSOy. ' H. A. Tlonos
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QEI]E}( Houusle pacTBOPBI NPH BBLICOKHX JABJEHHSX.
Il. Bausinme nasaeuus m TemmepaTyphi Ha AHCCOUMALHIO
nonnsix nap Co(NHj;)¢*+-SO4*~. Nakahara Masaru,
Shimizu Kiyoshi, Osugi Jito. Tonic solutions un-
der high pressures. 1. Préssure and temperature effects on

1970

the dissociation of the Co(NHjs)e*+-SO42- ion pair «Rev..

Phys. Chem. Jap.», 1970, 40, N2 1, 12—20 (anra.)

Jlanuple 1O SJEKTPONPOBOAHOCTH  BOIH. p-poB
[Co(NHs)6]2(SO4)5 (coobut. I cm. npen. ped.) mucnoaszosa-
Hbl JIJIs1  pacueTa KOHCTAHT AACCONMAUMH MHOHHBIX map
Co(NH;)e*+-SO4?~. Haiineno, uto mpu T-pax 15 u 25° ¢
p‘-imﬂ"Lﬁ‘{'noc TLaBd. Ig K monotcnno Bospacraior; npu T-pe
40° lg K npoxoasr uepe3 makcumyM B o6aacti P ~3000 arm.

C pocrom T-put Ig K ymenbwaiores. C  HCIOab3OBaHHeM
PasJaHYHLIX TEOp. yp-HHil BHIYHCICHbH 3HAYEHHS DACCTOSIHHUS




'HaHMEHBINero COMMKENHs s HONIIOI napel (a). Kak oka~|
3aJ10Ch, 3HAYCHHA @ € POCTOM P yMEHBIIAIOTCS MOYTH JH-,
HEllHO, 4TO, COr.IacHO MHEHHIO aBTOPOB, yKa3biBaer Ha 06-
basoBauie pacuneHeHHBIX p-pHTesaeM HoHHbX nmap. A. C. C.
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komnaekcos - [Co(NHs)sH,0]Xs. Wendlandt W. W, O\

DlAscenzdG, Gore .M. The heals ol deaqualion ~
-and anation of [Co(NH;)sH,0]Xs complexes. «J. Inorg. '

and Nucl. Chem.», 1970, 32, Ne 10, 3404—3406 (anra.) e
X = : e [ - Merogonm xomnu. OTA onpemenenst auauenns AH p-LHit ¢
v o JeriapaTauii 1 NeperpynnupoBKH  KOMILIEKCOB THma —

[Co(NH;)sH,0] X3, rme X=Cl, Br, J, NO;. Pesyastatht.
-KpaTko OOCYKJEHBl H COMOCTABJEHBl C JIHT. DAHHBIMIE, |

‘-é_”'a’v 4—“2‘\&\ - . —.B. Bapuum,

CO (NH H O]X 9 7 B5895. Tenaorst perHapaTalHH H neperpynnuponxua

#
1
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B Bonn. p-pax_(Ka=40-80).

(9x7

12 51178.) OG6pa3oBaHHe HOHHBLIX Map 2,2-3/1€KTPOJHTA-.
mu. Hanna E. M, Pet h,yﬂb,r_i,d,,g.e___A._ D, PrueJ. E.
Ion Ppairing in 2:2 electrolytes. «J. Phys. Chem.», 1971,
75, Ne 2, 291—292 (aur.1.) ' ’ L
IpuBeeHb yp-HHS A5 aHANH3a NAHHBIX MO 37EKTPONpo- ==~ --
BOMHOCTH aCCOLHHPYIOWHX. 2,2-3/1eKTpoJHTOB. C noMoupio:
STHX Yp-HHii 06pabOTaHbl 3KCIepHM. JaHHble MO 3JMeKTpo- ~——-—
npoBoaHOCTH pa36. BoaH. p-poB [Co(NHs)s(NO2)]SO, (c..
P)KXum, 1970, 13B166). PacCuiTanbl: 3JKBHBaJeRTHag —-
371eKTPONPOBOAHOCTL - -MPH  GECKOHEYHOM  pa3baBieHiH’
(144,79), xoncranta accounamnn (Ka=368), paccrosnne —-~—
nanMenbluero c6auxenns Honos (12,6A). ITokasano rake,
41O 6eH30/MLHCYabDOHATHL (2,2-3M1eKTPOHTDI), B OTINYHE OT ~———
JINT. OAHHBIX, SIBJASIIOTCS ACCOLHHPYIOLUNMH 3JeKTPOJHTaMi

. C, C.——

.
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[Co(WH;)]CL S 757
[Co CA/HJJM'Z (Iw.cu.u“, Co-vV)

108711c Stability constants of - outer-sphere complexes of
[hexaamminecobalt]** jon. Ilcheva, L.;. Bek, M. (Bulg.)s 4
God. Vissh. Khimikotekhnol. Inst., Sofia 1969 (Pub. 1971), 16(2),
'237-44 (Bulg). From soly. measurements, equil. consts. (K)
were detd. for [Co(NH,)s] X2+, where X = Cl-, N;—, and SCN-.

x . 5 " Thermodn. stability consts. were obtained by extrapolating log .
er K vs. p'3curves, where x = ionic strength, to u = 0.
TR e oo L Eliezer

N @ Co-Cc-u/
CoodA923 29 472 ® -
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o 11y
: (: | I3i ¥y ;A @ Enthalpy data as evidence of a dissociative mechamisin -

| in tife base hydrolysis of some acidopentaamminecobalt(IIT) |

complexes. _Powell, H. K. J:; House, D. A. (Dep. Chem., —
norg. Chem. 1971,

n ( + : -
i - Univ. Canterbury, Christcnurch, N.Z.).

0 W3}5' HzO 10(8), 1583-5 (Eng). The enthalpy changes for the reactions ————

Co(NH;):X2* 4+ OH™ — Co(NH,;);0H** + X~ (X = Cl, Br, I, - ’

NO;) were measured in 0.097F N

/’“ﬁ g+ aOH at 25° as —6.1 = 0.25,
V? 3 5‘] —5.7 & 0.15, —3.65 4= 0.05, and —3.85 = 0.07 kcal mole~?, -

‘resp, These numerical data, when subtracted irom the en- |
thalpies’ of activation for these reactions, give a const. value of —
32.0-+ 0.9 kcal mole~! for the ‘‘transition enthalpy.” This"

exptl. result and other caled. data are discussed in support of a ———————
transition state in which the leaving group is essentially dissocd. )
The heats of formation of the complexes Co(NH,):Xrt (X =*
| OH-, H,0, 1-) were detd.as —172.0 & 0.8, —1I80.8 £ 0.9, and
| =I%6E .0 kcal mole ™!, resp. :

—_—— L TTTT———
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'/ 13 B745. TepmonunaMika  00pPA30BAHMA  KOMILIEKCOB
{ —_ CoCl, ¢ HEKOTOPBIMH NPOH3BOAHBIMH MHPHAHHA B HEBOAHBIX |
i pactsoputeanx. Aprioxosa E. II, Oyaosa B. W oK.7
© . neoprait. Xuyui», 1972, 17, 7% 3, 873874~ 7 i
KasnopHMeTPHYECKHM — METOJAOM  OmpCeJICHLI TEMJOTHL,
——p-1iT KOMMJIeKco0Gpa3osaHist CoCly € 2-MeTHJTHPHHOM,
2,6-MMETIVIMHPIANHOM 1 3-METIVIMHPHAMHOM B  aUETOHe,
! juikJoreKcamone, aueTOHHTpHJC H IHMETHaQopMamine. Ha
OCHOBAHHIH 3THX AAHHKX paccunTtannt sHauenns AH, AS ni—
'—_AG nporecca KOMIJIEKCOOGpa3oBaMHsL. 3HAUCHHS TEPMOAH-
! HAMNY. XapaKTepHCTHK COMOCTABJCHE! C YCTOIUHBOCTBIO KOM- ———
——— IJIEKCOB. e Peaione;

,—

N




o) H 0L k2, o e s 1EAE

X, 1973.
N 4

& nodopmy  komnaexcos - - [Co(NHa)sH01Xs -~ (I): d(K)—>

. JeHM NMPHYHHBL OTVIHYHI H YKa3aHO-Ha pasjufiHe IHepruit

-~

4B720. - O TennoTax AerMApaTALHM M MEpexona M3 aK- |
sadopmbt B aunnodopmy . komnaekcos [Co(NHs)sH:0]Xs. |

" Powell H. K. J. A comment on:the heats of deaquation |
| and anation of [Co(NH;)sH:0]X; complexes. <J. Inorg. '

and Nucl. Chem:», 1972, 34, Ne-9, 2955—2957. (aurn.)

Metonom JTA -npu T-pe-120° .c HCNO/b30OBAHHEM OTKPHL- i
toit (A) u 3anasuuoit (B) . KanuaaapHbix TPYGOK HaiiIEHAL |
TenIoTH AEeCHAPATALKH M NEepexofa H3 akBadopMbl B auH- |

CO(NHj3)sX] (v)  (1I) +H B) A (K)o
—1L(x) +H,0(2¢) (AHp) ~(om. PXKRmyr, 1971, -7B895): -

C MOMOUIbIO SHTAMBIHIHOTO MHKIA PACCYHTAHLI 'BETHUHHBL .
AH g, pasubie —3,6+:2,5 (X=Cl); —2,0%2,5 (Br); =36

~+25 (J) u 08%2,5 (NOs). Onpeneiens Takxe BEJHYHHBL |

AHa, paBube 68+25 X=Cl), 8,4*25 (Br), 68+

+95 (J) u 11,325 (NOs). uaucims AHa.m AH "
G— s

OTAHYAIOTCS OT COOTB-UIHX JHT. BEAHUHH ‘padotnl, Obcyx- -

kpucr. pewerok | u Il Kax Ha OIHY H3 BO3MOAKHLIX MpH-
UHH PACXOXKIEHHS. v

ot P TISETYRON |
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[ Co (H,0)5 73] |
AN e .
") "118970a " Cobalt(II) azide complexes in different solvents. |
Abu-Eittah, R.; Arafa, G. (Fac. Sci., Cairo Univ., Giza, UAR).
Z. Anorg. Allg. Chem. 1973, 399(2), 244-50 (Eng). The com- !

plexation of Co(II) with N3~ in H,0 and abs. MeOH was studied
at 293.5-309.5°K by spectroscopic methods. Stability consts. of |

octahedral [ sNal* and tetrahedral [Co(N;)]?— formed in—
g H:0 and MeOH, resp., were detd. The hedfs ol Tormtion are i
}C &Uuce

1.37 and 4.3 kcal/mole, and entropije ation are 18.18 and
82.07 entropy units for [Co(H,0)iN;[*and [Co(Ns)J*~, resp. |

- I\
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19933w (‘omiﬁxru’f'ivc study of combustion of‘gxcx'a-. -
penta-; tetra-; and triammines of cobalt (11D nitrate. |

Gorbunov, V. V.o Shidlovskii. A, A Shmagin, L. F. (Mescow, _
USSRY.  Fiz. Gorenive Virvea 1973, 9031, 395-8  (Russh

AH e

— Combustion and thermodn. characteristics were studied for Co
" ammino compds. of formula CotNHa(NO3), where nis 6. 5., 4. r
or 3.. The heats of combustion of these compds. are 620, 617, '

such as heat of formativn, combustion temp., and combustion ©

'« rate are given. The relatinn of comhbustion rate and pressure was |

- studied from 0 to 100 atm in a bomb at const. pressure in N,
There is a linear relation between combustion rate and pressure !

— between 20 and 100 atm for the hexa-. penta-, and tetraammines: —
_for the. triammine complex. the combustion rate is only slightly:

— pressure deperdent in the hizh-pressure region.  Relative to__
structure. the most rapid combustion is correlated with those’

——— |/ 424, and 240 kealjkg. resp. Other properties for these compds., —
Mu).

___compds. contg. the largest no. of oxidizing NOy™ groups within®
the region of the complex in closest contact with the NHy - e
: : . ’ : J. Beller

._e
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i 2 :_;40125 3608 | [Co(NFfz»)c,] @1 (5 y)+([q)

Vom0 T se00s T K 1ol

- Johansson _I_,.ags. Outer—sphere complex ’
‘-"-;omation between the hexaammine— / / £5
:’cobalt(III) ion ‘and bromlde ion 0K

. aqueous solut:.on. wActa chen.‘ scana.!'

1973, 27,H 7, 2335-2343
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amaKaTa Ko6arvbTa: (II) B Bommx pac'rBoL
» pax METMIIOBOTO crmpra. Kpe

" U'opmaHOB B. A. , Aq,a“'@Tc'FeB*‘BvH..,._IgypHoc_oﬁg e

) pl s o L.'(T’) p 1[,["!!!:

e

"'Tp. limanon. xmn.-—'rexnon.

~

o
-

o738, |
- pum. 15, 26-29° ﬂxgiét 2:‘3331’ VJ>__:_.~,.,

926 930 L. - BUHUTH

Y v. e



[Colws)Jeka, 2P N17- 7082

X.A973 - 10

Ceee e paetsstease U presse e g eemn

e

10 BS74. $a30Bblii Mepexoi M CMEKTPbl B AAJEKOil HH- .

«ppakpacuoii o6aacTn Kpucrania rexcammunkoGanst(24-)
xaopipa. Matsuo T, Tatsumi M, Suga H, Se-
ki S. Phase transition and far i. r. spectrum of hexammi-
e cobaltous chloride .crystal. «J. Phys. and Chem. So-
lids», 1973, 34, Ne 1,7136—138 (aura.) ,
Meronamn unskor-puoro OTA 1 HK-cnekrpockonni B
_nanekoii MK-oGnactu (400—260 cm~!) mu3yuen (dhaszoBbiil
nepexon  xpucramie [Co(NHs)e Cl, (I). Ha kpuBoit na-
rpesannst JITA 1 or 80° K (cropocTb Harpepaunus 2 rpan/
J>un) naGJIofaeTcst 3K30TEpMHY. 3 pexr, HauHHAIOULHIICS
npi 93°K 1 HMelowmuit MakCHMyM TIpH 99° K. Ha kpuBoii
.axaakaenna JTA I co 120°K naGmoaaercst COOTB-ItHit
supotepyny, sddexr npu_pamnoit T-pe. B HK-cnektpe

1973..



itskoT-puoit  Moangukauuy I naGnoflaeTcss pacluenenie Y
nosochl morowenis npu 330 cm~! Ha 2 mosoce ¢ uac- .
~rotoit 340 H ~325 cM~!, a TakKe [BA HOBBIX MAKCHAMYMa '
‘noraoweins mpu 190 1 110 e~} no cpasuennio ¢ MK-cnex-

[ TPOM BLICOKOT-PHOIl MOANDHUKALIIH 1. Yxazannsie }13.\xeue-é <
uig b MK-cnektpe npu nepexoae ot BLICOKOT-PHOIT MOAI-
<ukamun 1 K HI3KOT-pHOIl aBTOPLl CBSI3LIBAIOT C TOHil-
skenney cunmerpunt 1 ot Oxp o Daa uan Dyn. Ha ociio-
pannn nannpix JTA® onpefeiena sntponist (pasoBoro nepe-
xoza_l, paBuasi ~35 JAK/rpam-yMomb. . A. B. Camos
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5 E644. <&asosblii nepexon M HH(DpPaxpachblii CnEKTp '
KPHCTANN0B [EKCAMHHXJOpHAA KobanbTa. Matsuo T,
Tatsumi M, Suga H.,, Seki 5. Phase transition and
far i. r. spectrum of hexammine cobaltous chloride crystal.
«J. Phys. and Chem. Solids», 1973, 34, Ne 1, 136—138
(aura.) _ . Co

CrneKTp TOrJOULeHIisl KPHCTA/WIOB TeKCaMHHXJOpIiAa Ko-
Gaabta B HMK-oGnacti mn3yuen BOJH3H  OPHEHTALIOHHOTO
¢asoboro nepexona, T-pa Koroporo (~97°K) Gbviia mpea- |
BapuTeablo ycranosiaena Merogom JTA. Hsdenenne cnekt-
pa morJiouteiist NI OXJaACHHH HIKeE TOUKH TICPEXoaa
IpeAnoJaraet MOHIKEHHE CHMMETPHH IHOHHOTO KOMILIEKca
oT On no D3q nau L4, CooTHoulenne HHTEHCHBHOCTCIl
KOMMOHCHT JHINH TOTJOWLCHIST HI3KOTeMNepaTypHoii ¢assl
pGanan 330 cm—! ykaspipacT Ha paculenJieHie TPHIJeTHoro
ypoBlisi BLICOKOTEMMepaTypuoii ¢assl na CHHTJIET H. 1y6-
aer. Mamenenne sutpomii, oGYC/OBJICHHOC NMEPEXOLOM, co-
crapasiet ~35 mx/MoJbL-Tpal. B. TTonosos

eyt TTTTTTTTTTG T
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[CO( H3J5F72+ N - : RS

_ ) 140255t Thermodynamics of outer-sphere complexes. XIII. ___
- -;Composition and stability of some outer-sphere complexes of
acidopentaamminecobalt(III). Mironov, V. E.; Komarova,
— A. V.; Lyubomirova, K. N.; Kolobov, N. P.; Solov’ev, Yu, —
V.; Merkul’eva, L. E. (Leningr. Tekhnol. Inst. im. Lensoveta,
. Leningrad, USSR). Zk. Fiz. Khim. 1973, 47(7), 1871-3 (Russ). —
The compn. and stahility consts. of Co(NH,)sL3* lexes (I,
= F=; Cl- . Beo NO,~ = cO0~) with CI-, Br-,
SCN=,_CO:2- T "insorﬁm
(NaClO; + NaL) or 3 « + Na,L) were detd. at 25°,
. The exptl. data on potentiometric titrn. and soly. measurements' —__
" were treated by the method of Leden. The max. no. of outer-
sphere coordinated mono- and divalent ligands was 2 and 3-5,
_ = resp. The stability of the complexes depends only slightly on —
Cgqglg32 “the nature of the inner-sphere ligand. The outer-sphere ligands
— _ can be arranged with respect to their effect on the stability of __
i complexes in 2 series: Cl~ > Br~ > SCN~ and S;0;?~ > SeO;*~ |
79, M2y > CO#~ > S0a- > TeO#~. . . L Kua |
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A SN

" .20168r - Thermodynamic characteristics of: the aquation- of
chloropeataamminecobalt(III) chloride -in aqueous solutions of !
polyhydric " alcohols. -- Strel'tsova, 1. M.: Senyagina, 1. Vi
Krestov, G. A. (Ivanov. Khim.-Tekhnol. Inst., Ivanovo, USSR ).
Zk.-Fiz. Kkim. 1973, 47(9), 2388-01 (Russ).” The equil. consts.
of the reaction [Co(NH,).Cl}2* + H.0 = [Co(NILYH,03 4

- O were detd. spectrophotomctrically at &, 60, and 70° in aq.

Teuu§uM-

-

£A1974. 30.09

" solns. contg. 0.003~0.1 mole/l. NaCl and either glycerine or i
ethylenes glycol (mole fraction 0-0.2)." “Thermodn. functions and -
J. Marecek e

' ;equil. consts. are tabulated and p_lgit}-d.‘;~ R

)




‘ . (i \ e
T =) 97663k Thermochemistry. of dissolution of chloropentaam- |
. inocobalt ‘dichloride from data on solubility in aqueous mono- : __
ww= ===~ -=—=—|~ hydric alcohol solutions. Strel’tsova, E. M.; Markova, N. K.; ..
| Krestov, G. A. (USSR). Tr. Ivanov. Khim.-Tekhnol. Inst. | _
y 1972, No. 14, 91-3 (Russ). From Ref. Zh., Khim. 1973, Abstr. :
No. 6B1287. Soly. of [Co(NH;,);Cl]Cl, was detd. in the H,0- |
EtOH, H,0-MeOH mixts. with concns. of EtOH and MeOH |
0-0.5 and 0-0.4 mole fraction resp. contg. NaClO,. Thermodn. : -
. characteristics of soln. AH?, AG®, —TASY, TAH,ivation and ———
I (= T2A8%)s01vation Were caldd—aT mhnite diln. at 15=30°. The - -
change of these functions with increase of alc. concn, was con- -
P Ni ~_pif il sidered with respect to the structure of the solns. The effect of -
e ];7.0-(1“5 0# ~ EtOH on the structure was more significant than that of MeOH. | —

[Co(Mh)ecd]Cla - g

i 3 ¥ . 8




Lo~ J= 0O [exepuric=) 197%3
| / /i u:a:? ;4&;/ OL’é/t' zaoc?m'&i‘ J

15 .5901’ Thcrmodynquc chqmctcnstlcs of thc solvation ;
e e of chloropentaamminccobalt(IT1 chlnndom aqueous glecohol ——
solutions. Strel'tsova, E.'M.; Markova, ' K.; Krestov, G. A,
(USSR). Termodinamika i stroenie rastvorov 1973, (1), 101—3

(Russ).” From Ref. Zh., Khim. 1975, .‘}bstr No. 1B1211
Title only translated.
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129960k ~ Outer-sphere complexes of “hexaamminecobalt :

[Co (NH3)e]3+. Dectermination of the stability constant of .

bromohexaamminecobalt(2+) [Co(NH3)s]Br2+ using polarogr=

aphic diffusion current. Ilcheva, L. I; Veleva, M. G. (Vissh -
~==- - == Khim.~Tekhnol. Inst., Sofia, Bulg.). Khim. Ind. (Sofia) 1974, — "~
46(9), 401-2 (Bulg). The diffusion current due to the redn. of ;
[Co(NHa)6)3+ on a rotating Hg electrode decreases when Br- i Formoms o i
added to the soln. Using the Ilkovic equation, the diffusion
coeff. of the depolarizer in the presence and absence of Br- were »———
evaluated. Both the relation between the av. diffusion coeff. and |
the Br- concn., and a graphical method were used for the detn. - —
of the outer sphere stability const., 27 £ 6 at ionic strength 0.16. :

s i ey e e gm0 Y. Himelbloom . ... ..

|_ *-#--_ .

A /9‘79‘“&_4 FRO.
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G/ W, Zn( ), 5 (W03) 3 Yo,
Liztoterad UG, (it blucotenccd 46




___]:Co_ '/Vflzjb. el (2, 277

Csigmgwsy T

1 {he soly. of this salt. The thermodn. parameters

“T731h Solubility and thermodynamica of - Taeslution |
ssmplexer * mixed solvents. IIL Watesr-polyhydric .
o 20 -chio&--z:mxtaamminecobalt(lll)—chlp;'ide‘__ gystems.

! Strel'tsova, E."M.;- Markova, N. K. Krestov & 4. (Ivanov. !

Khim.-Tekhnol. Inst., Ivanovo, USSR). Zh. liz. Rhim. 1974, i-
48(6), 1367-9 (Russ). The soly. of [Co(NH3)sCI]Cl: [13859—-51-3} !
was detd. in aq. ethylene glycol 107-21-1] and in aq. glycerol -
(56-81-5] at 16, 20, 25, and 30°. An equation is given for calcg. '
(AH, AG, and | -

_AS) were also caled.

~

i 2
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HomutexcHoe uCeneropanme peaxtmil pasroRels;
TBEPALX DEWECTE TepMOTDHUUCCKUM M BHCORO-
| YGCTOTHHM METONAMU, Yorn-Kaunmmies P
BepxOuuxull ¢.P,, loncxux T.M. "h &
oTx. Al CCCP", 1974, J 9, cep,Aus
nuil, 4, 42-45 (pes, anr.u., :
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1—1-31€KTPOIHTOB ’ 7.=7.o-—Sc”2y'/2+F'cyln(GE.’cy):—}-
+Loey—K; f2hey (2), B K-poM Ao — mpefiesibHas MoJApHAs
3.CKTPOIPOBOIHOCTb, Y — CTeNeHb Jjuiccounauny, f-— cpe-,
niit Kosd. axtusxocti. [Tapamerphl S, E’, E\, L 3apucar
OT H3JACKTPHY. TOCTOSHHOIl,  KOHCTaHTBI accouHauHiu
(K3), MOnsipHOil 3JCKTPONPOBOJAHOCTH, BSKOCTH p-pHTEJS
i T-put. C nosoutbio IBM yp-nie (2) ynpouueHo 1o aAsyx-
napaMeTpHu. 1 HAMACHLI BETHUNHBL STHX MapameTpoB — K
W ho. Paccuntannt surtamenua - (0,11%0,2;  0,16+0,2;
—0,32+0,2; 0,06+0,2 n 0,30+0,2 ¥Kan/Mosnb) 1 3HTpONHS
(10,67+0,7; 11,36+0,7; 821%=07; 10,75+0,7 u 11,30
+1,1 3. e.) papuosecis (1) aas I—V coorsercraenno.
I1. M. Uykypon
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l‘,‘t\l‘ll\‘c'y ol Cth”[)ll,\(.l
“effeet of solution ion ﬁlan[,lh on thermodynamic_____
cf sulfate eomplexes of hevaamine-, trisethyl=
- anud tristpropylene (h.u.\im,)( obalt(11}), Mironay,
Pyartman, A K Simonav, (o Wolohov, N Pa™
‘A ;»X (Leningr. Tekhpol, Toat, nn Lensoveta, eningrad,
ah. Pz Whin, 1975, 40(12), 3040-3 (RU 53).
‘,u‘t, entropivs (0.8) wonl Gibhs trec uuq,m ol formation of
s eomolers CaA SO DS I in ng. solny, were detd, ———
Calurime ..u.l‘ al tonic strength gt = 0.0 0 (NaClOy -+ Nu vH(h)
------ : -;—-——nnl a5 (i\lh).. o, or propylencdiamine, nos: g, ——
4 : iz, of A8 r‘tr.u)n.. ted o poE e 126- 1401, T i, und
o taedh cal/dipree ole for o= 12, and 3, reap.

zj 3 e "7
e Ji ‘4 lu.m) /‘ ‘/chr—:mu re \/7‘~

:\)

e e o el the ——r
! comaples cationa, ‘The foroution ol u.muh ¢ entinna i3 exathe, i
! in atl caeess Al the thennodp, (uuctu-'n Were u!rul'n‘uhd (13 |
l -~ () o ) ) B [ ”lnluly '

|
|
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[Co. (i) (30, )i

S8 11E500r Phermodynitnies of onter-sphese complexes.

o ’" T RN Suliete eomplesei of u-:iclu‘\.rutuummlnm:z_nl»:\\lﬂ”).. —— -
) S T wlironoy, V 1 Pyaroman, A G Re oy, NP Simonov, 14,
1 G, 1 Lo Peliol, Tosts i Lensaved, Leningend; L G110 13 Iee—

Cmphe forone Y and 2,

Sh Nimo Khim, 1935, A1), 091 ffluns), Lieats, entropics
(a&y, and Gibbe feee ensigies of fanvation of opler sphere
compleson [CotMT)A (O oot solus, were detd,
|u-t\:|-.hi:u.a-l:i«’«:ii;."m‘ﬁt‘rﬂmfumcn!ly al tonic strogth p 3
1-06 lati0G S0 and 26" A Ol Be, HO:, and 77T
PSS TS TRRCHIS SRLFURN QTITL RN I the charge of the complisc ention,
Vel of A8 eatrapolated o = ma L3-8 sad 7 valfdepree ——
 foe all the complex eations atadied,
The treesition Trom 5 2 toon # 4 i erothermie whereay the ——
formeition of somplex eations with o= 1opnd 2 v endotbiermic in
all s ene AU thernedn, functiogs were «ta’ltn}w\ut--d (CTR TR p—
1. . e e GOAL Mavaly

s

a0 ///7"/ S i
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0 SHeWHec(EpHOH accouuamuy xnoponenzamumx
-xo0anprTa (1IX} ¥ WHC—, T ~430MODOB

X10p0auNBH~-0iC ~dTUICHIN
C ZBYXB3apRAAHUME AHHOHAMN ._ {5}
KonoGos H.Il., Mepkyapesa I E.,

Conosres 0.B., Hnponos B.E. ' e OPTAH o
xuuup®™, I197%, 20, k I, IZ}I—-IM 2
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2708545 Thermodynamic characteristics of the aquation —

of monohydric alcohols. Strel'tsova, E. M,; Krestov, G, A, —

(0) of chloropentaamminccobalt(ITI) chloride in aqucous solutions
Ay

Senyagina, 1

1975, 18(8), 1224~

(Ivapov. Khim.~Tekhnol. Inst., - Ivanovo,

8 (Russ). Thermodynamic parameters (AGO,

A(y) -USSR). Izv. Vyssh. Uchebn. Zaved., Khim. Khim. Tekhnol. __

AP, and AH) were
Co(NHa)sH203+ +

detd. for the reaction Co(NH3)sCl2+ + H.0 =
Cl- at 5 temps. in the range 20~70° in H:0,

1 _ .1 and various HoO-MeOH, H.0-EtOH, and H;0-Me2CHOH solns,

const. over a wide
ale. sp]ns.

of jonic strength = 0.0007-0.5 (NaCl), by a photocolorimetric—
method. In aq. solns. the absorbance of the 2 COmElexes ot

range of compn., but increases slightly in the—
: ; _._C. E, Stevenson
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¥ i Lpﬂcozn D,Iu& Bvrnat I.,.Brennan We
P, .An ESR and- -differential gcanning calo-

- pimetric study of Co(NH ) (Cd Cu)ClS,__'
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1974

1 B735. . H3yuenne dasonbix NepeX0A0n_ M BpaulenHs
NHg-rpynnut 8 [Co(NHs)elJ; kanopumerprucckin u HK-
CNEKTPOCKOMIYCCKHM METOAdMH. Goettel M, Ja-
nikJ. M, JanikJ. A, Rachwalska M. Phase tran-
sitions and NHj; rotations in [Co(NH;)6)J5 studied by ca-
lorimetry and. IR profile methods. «Phys. status soli.
di(a)», 1976, 35, Ne 2, 675—680 (aHrm; pes. nem.)

B apunaGatuu. Kasopumerpe B untépsane T-p 100—
350 K uamepennt_temsgemkocti Cp [Co(NH3) M5 (I). Ha
kpuBoit Cp,—T 0oOHApyKeHH ABa MaKCHMYMa npii 276,2 +
+0,15 K u 281,940,3 K. Bricora MAaKCHMYMOB 3aBicyt
OT TCPMHY. HCTOpHH o6pasua. Ilpn HarpeBaHHi . 06pasyg,
or T-pu 100 K surtponuu, oTHocswktecs K 06HaPY KeHHLy
nepexonam, cocranuan 2,694-0,18 1 2,044-0,13 3.°e. B HH-
Tepsade 1-p 88—405 K HMK-cnexTpockonnu. meromonm Hay-
ueHo Bpawenne NHs-rpynnut B 1. Koppensiu. BpeMsi ppa-
wennst NHy Bokpyr cpasn Co—N TIpH KOMH. T-pe cocra-
BJSICT HCCKOALKO — NMHKOCSKYHN. - Bemmumna  smepreryy,
Gapbepa ppamenuss NH; npu T-pax BLllle H HIXKE T-p
TIepexon0B. papia_ 1,17 n%l,48>_x_§5_z;g;/‘1\xq.n>bl_}j{. BacuJaenko




5: 70884v PPhase¢ transitions and ammine rotations in

[Co (Mh)e] 2z, A7 5762 1976

o0 197% r5 @

~

Cp Vo

_anomalies. . .

hexaamminecobalt(IIl) iodide studied by calorimetry and
IR profile methods. Goettel, M.; Janik, J. M.; Janik, J. A
Rachwalska, M. ' (Inst. Chem., -Jagiellonian Univ., Krakow,

"Pol.). Phys. Status Solidi A 1976, 35(2), 675-80 - (Eny).

Sp. heat vs. temp. data for [Co(NHas)s)Is show anomalies at 276.7 .

~and 281.9°K. Infrared-active NHa-rocking vibrations were used

for the band-profile study vs. temp., below and above the s,
heat anomalies. The correlation times, 71, for NHj rotatiop .
about the Co-N axis were measured and are of the order of
picosecs at room temp. Barriers to NHsi rotation are differer
above (1.17 kcal/mole) and below (1.48 kzal/mole) the sp, heat©
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13 6937  Mccaenosaiiie ~ ¢a3oboro ncpexona B rek-

jcammmoxoﬁanma (34) wonupe npn  momown SMP.

2Pislewski N, Stankowski J., Latano-

““ wicz M. Phase transition investiﬁation of cobalt hexa-

ammino-iodide by NMR. «Acta phys. pol», 1976, A50,

Ne 4, 555—559 . (annu.)

- MccnenoBanst T-pHBIC 3aBHCHMOCTH BPCMCIHH  NPOROIL-
Hoil siaepuoit MaruuTthoii pesakcauni Tp; 1 2-ro MomeiTa
unug SIMP B mosmMKpHCT.  AHAMAaTHHTHON  KOMMJIRKCHOIT
comt [Co(NHs)sla. Huskor-pnast penaxcauust obwsciser-
‘TSl BpallcHHeM 3-Tpynn 1 cnunosoil andgdysnei. dnep-
rius - akrtupawin  (9A) Bpawenns Mexay 100 x 150°K
pasna 1,8 kxan/moab. B oGmactn 220°K DA=4,3 xxkan/
" /M0ab-H CAYAKHT Mepoil CBSI3bIBAlli.A KOMIJICKCHOTO KaTHO-
na  (KK) oxpy:xaromumn nonamu. CkaukooGpasuoe yGbi-
pamne 71 or 400 mo 80 mcex. npu 280K n ymensueiie

4:9A apmwxennst KK - npi Gosee | BBICOKHX T-pax no

*9.5. KKaJa/MOJL YKa3uBalOT Ha (Da30BEUT NEPEXOM, 3aKJi0-
‘yatowniicst B neperpynmuposke nonos J. ITpu atom KK
npeTcpneBacT HaMenenie ¢GopMbl OT YIJIHEGHHOrO K mpa-
pisiboMy  oKTasapy. Hauamune dasoboro nepexoma mon-
TBCPZKAACTCS TaKiKe  T-puoil  3aBHCHMOCTBIO 2-T0  Mo-
MenTa. _A. B. Meabuukon

XAG77. A3 - :

1976



B LT
[Co(#H)s | 25
286: 10424f Phase transition investigation of hexaammine=
obalt iodide by NMR. Pislewski, N.; Stankowski, J.;
Latanowicz, M. (Inst. Mol. Phys., Pol. Acad. Sci., Poznan,
Pol).  Acta Phys. Pol. A 1976, A50(4), 555-9 (Eng).
Relaxation ttmes Th1 and NMR line second moment were
measured vs. temp. in [Co(NHa)s]Is. The temp.-dependence of
—_ T: served to det. the activation energy for tumbling motion of
/ZL/K the complex cation and that of motion of the NHj groups. At T.
= 280°, a jump in T1 was obsd. pointing to a phase transition.-
The results for the 2nd moment confirm the conclusions drawn-
from longitudinal relaxation investigation. = )

ap. 19577 L6 w2
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86 61".170 ()utcr‘Sphcre complexmg between
ammineccobalt(III) and halidz ions m uqueoul:;mg:l%‘im:
Pyartman, A. K; Chugunnikova, M. A.; Mironov, V. ;'
(Leningr. "Pekhnol. Inst., Leningrad, USSR). Koord. Khu
197‘6 2(12), 1629-31 (Russ) Stability consts. ofCo(NH,)“,\n(:\i
= O Br-, I-, BtCOx-, PrCO.-, CCliCOx) outer-sphiere complexe
with F-, (,l- Br-, and I- were detd. potentlometncally m;
spectmphotometncully at 25° and ionic strength 0 or ()I;:
Stabilities decreases from I- to F- for the outer- ghere ligands.

and the order for A-is PrCOx» < E ~ '
it r tCO2» ~ CCIsCO2- < (I <

AA memANn® _s .8 _._0

BEIA)
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86: 162060x Thermodynamics of outer-sphere associates
of acidopentanmminecobalt(I111) with thiosulfate ions at
low ionic strengths.  Mironov, V. E; Pyartman, A. K.
Kolobov, N. P.  (Leningr. Tekhnol. Inst., Leningrad, USSR).

- Zh. Fiz. Khim. 1977, 51(2), 289-93 . (Russ). The heat, AH,

entropy, AS, and free energy ()f_stepwise formation of outer- sphere
complexes [Co(NHa)sA [(S:0u4)u2-2n, where Z = 1 or 25 n = 1 2, 3;

A = Br-, NOz, AcO-, SO42, were detd. at 25° and ionic strength

u = 0.1-0.5. For all complexes, the AS values are 13-16 and 7-9

entropy units for n = 1 and 2, resp. The neg. values of AH favor

the formation of complexes with n = 3. The thermodn.
functions, extrapolated to u = 0, are compared to those for
[Coena)(S:02)3- 27 outer-sphere complexes. )

CAATFFTE ez
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16 B801. Hccaenosanne pPAaBHOBECHOTO paBienug e
THAPATAUKH HEKOTOPLIX KPHCTAJMIOTHAPATOB codedi. M.
aunnu AL A, Opaxuu C. U, .Auxyauwvosp AT
K u3. xumuu», 1979, 53, Ne 5, 1332—1333 )

3onHecTHYCCKIM MCTOXOM ONPCIe/ICHb PaBHOBeCHy
AaBJEHHSL BOASNOTO NMapa mpH ACTHAPATALMK  Kpiicrazy,
riuaparoB  Co(NO3)2-6H,O  (I), Cu NO3)2-6H,0 (11
FeS0,.7H:0_(I11), NagSO4:10H:0 (1V)." M3 moayueyy,
AaTbLIX HalICHpl 3HaUCHTA SUTANBIHIL AH g 22.684-02".
39,06+0,3; 37,29+0,48 n_1225%15 xkkaa/som; Ag. s
5,7840,02; 8,1060,06; 7,005£0,05 u 21,7409 xxm
/yonb, AS2e® 56,68%+1; 105,84%1,5; 105,015 5 348'1!
+5 aas I, 11, 11T 11 IV coorBercTBeno.

waes .ABToqu)Qpa\T
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13 B118. ToTenuuMomMeTpHyeckoe HCCJACAOBAHHE  KOHC-
TaHT yCTOﬁ‘lMBOCTH A3HAHBIX KOMMJEKCOB [BYXBAJCHTHOTO.
Ko6anbTa B BOAHOM pacTeope. Nceves Eduardo A,
TokoroRoberto, Suarez Encarnacion M. V.
Potentionmetri¢ study of the -stability constants of co-
balt(Il) azide complexes in aqueous solution. «J. Chem,
Res. Synop.», 1979, Ne 11, 376 / «S. Chem. Res. Mik-
rofiche»,. 1979, 44014417 (anru.) :

MeTofoM norenwomerpud. TT mpn 25° M HOHHOW cH-
ne 2,0 (NaClO,) ompenenenbl KOHCTAaHTHl — YCTOfuHBoCTH
(Ba) xommaekcoB Co(2+) ¢ Ns~(L). ITo pesyasratam Tt
nocTpOCHBl 3aBHCHMOCTH Qynkuuit  o0pasosauis (T;) oT
konn-ui L. OTMmeyeno, uTo BGJHUIHZ n HE  3aBHCHT o
xout-#it Co B nuteppane 30—100 myoan/a. [ns nopbiwe-
HHA TOYHOCTH pacuera 3HaueHHil n ONMpCAe/IeHA KOHCTanTa
auccounaun HN; npH pasjuuiblX KOHIU-HAX H nodyyeno
cpeaH. 3Havenne K= (2,426+0,387) - 10-5, TTo anaveminy
paccunTaibl GYHKUHH KOMMJeRcHOCTH Jledena Fo(L) H.azﬁ
Tem BeHuHHBl Ba KoMOAeKcoB CoLn®~": §,=57£0,2, g,
=192, Py=7T=£5, By=16%3 u Ps=4,4=0,3. Nana r;;_
(i, AHArpaMMa  pacmpele/eHHs KOMIVIECKCHBIX  Hopop
CoLn2=" npn pasmmunmx Komu-uax L. TL M Uykypos

[7
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91: 10182d Thermodynamics of selenite, t i
, tel

2 - carbonate oul,er—sphcrc complexes of chloropcx:tl:ll;‘l;lncﬁ,iﬁm—’
_ §7 ﬁ Kl(i)bnlt(l"). 1 yartman, A. K.; Mironov, V. K Chugunnik &=
= I; 3 . A, (Lenmg‘_r. Tekhnol. Inst.,, Leningrad, USSR) Zh, (p'a'
Khim. 1979, 53(4), 1052 (Russ). Heats, entrupic.q ‘1;1i f‘z'
- '2 - energies of formation and stability consts. were dcl'll'qi 0("0 .
:w . outer-sphere complexes of chloropentaammino Coy ;l; '('j') .
3 H3)sCl)Ln2 20 with L being SeOs2 or CO2 (n = 1. o Co(N=
TeOs? (n = 1. LT T s Y e

T g A
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/| 24 B384. PenTreHoBCKOE HCCaeN0BaHHE da3osoro nepe-
xona B noaukpuctanaax [Co(NHa)els.. Borzecka B,
Hodorc}w{wiczt dS,, y hlcctanotwicz[-RubSkow.

’ ska M. X-ray studies of phase transition in [Co(NH;)e
75%’8 polycrystals. «Acta phys. pol.», 1980, A57, Ne 6, 829}]_:

- Z" 817 (aura.) b :

/72 PentreHorpadHyeckH HCCAEL0BAH HH3KOT-PHHI da30Bui
)%& / J . Mepexox s MOJIHKPHCTaJ/I0B [Co(NHs3)e¢lJs. T-pa oxanax-
menns Meusimacs ot 293 1o 80K. Ipu T=273 K KyGuu.
MoAHGHKALMA C MapaMeTPoM PCLIETKH a 10,875(1) A cra-
HOBHTCS MOHOKJ., ¢ mapametpamu a 10,83(6), b 11,02(4),
c 10,74(8) A, p=90,5(6)°. ITapaMeTpsl OMpeACCHEl HHH-
LHPOBAHKEM MOpOWKOrpaMybl. IIpuBeneist I,d (hkl) penr-
TCHOrPAMMHL TOpOWKA MoHOKM. (assl (17 OTpaXKeHHI).

B _10. A. Manunosckn
Y AIE0, XY

- -

—
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93: 857175 X-ray. studics of phase transitions in hexaz
amminecobalt(III) iodide polycrystals. Borzecka, B.; Hodorowicy,
S.;  Cicchanowicz-Rutkowska, M. (Inst. Chem., Jagellonian
Univ,, Krakow, Pol.). Acta Phys. Pol. A 1980, A57(6), 813-17
(Eng). [Co(NHs)e]Is was studied by using x-ray powder
difiraction at 293-50 K. This compd. undergoes an enantiotropic
transition at ~273 K: the cubic form (a 10.88 A) changes to the

/ 7?} monoclinic (¢ 10.836, b 11.024, ¢ 10.748 &, B 90.56°). _

O
CA 1980 99 v &
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9 5703. Kanopumerp ajs H3MepeHHsI TEMJIOCMKOCTH B
nurepsane 1,4—100 K c Bbicokoit TouHoctsio. Tenuoem-
KOCTb x.noEuga rexkcaaMmMuukoGaapTa(3-+) B HuHTepBade
2,1—309 K. Clayton P. R, Staveley L. A K,
Weir R. D. A calorimeter for heat capacity measure-

ments of high precision from 1,4 to 100 K. The heat
capacity of hexaammine cobalt (IIT) chloride from 2,1

/{ 0__ /{ 0 157309° K «J. Chem. Physs. 1981, 75, Xe 11, 5164
) r (7] 5473 (aura.)

) HOas [Co(NHas)6]Cly senmunnnt Cp, Hr°—H® u  Sp°

0 npu 29 coctaBuan 316,7 JDx/(moab-K), 57450 I/

-{.._ /mons u 387,7 Ix/(Moab-K). OGCyXACHL NPHYMHEI aHo-

/ _Masmit B T-puoii_3aBuciMoctH Cp.  TI. M. Yykypos

X. /98¢, 19, 739
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4 E227. KanopumeTp AJsi BBICOKOTOUHBIX HM3MEPEHHIT !
renaoemkoctH ot 1,4 no 100 K. TenjoemkocTs rekca-
amunokoGaapT(I11)-xM0pHAa OT 2,1 no 309 K. A calo-
Timeicr jor heat capacity measurements of high preci-
sion from 1.4 to 100 K. The heat capacity of hexaammi-
ne cobalt (I1I) chloride from 2.1 to 309 K. Clay

, b B R, Staveley L. A. K, Weir R D. <L.¢
V) Chem. Phys.», 1981, 75, Ne 11, 5464—5473 (anra.)
/ ) Omican ~ aauaGartiy.  KaJopHMmerp,  oGecredHBalouiuit

onmpejesieHHe TEMIOeMKOCTH B HHTEpBaJCe OT 2 no 100 K
Cc TOrpeuHoCcTbIo <<0,2%. [eranpHO H3yyeHa TemJIoeM- .
xocth Co(NHa)eCla. BuGa. 33, . . JLIL .

O
P, /984, 18, M7
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22 B285. Peakuuu anauuH, BKJIOyalollhe OGHAeHTAT-

o Hble Jauranap. I, Peakuusi Mexay OKCaJaToM H HOHOM

[[’0 ’NH D JHAKBATETPAaMMHHKOGaNbTa (34) B KHCJIOM BOJAHOM . pa-

& 3 l{v ctBope. Davies M. B. Anation reactions involving bi-

- : dentate ligands. 1. The reaction between oxalate and di-

' 3‘1- aquatetraamminecobalt(III) ion in acid aqueous soluti-

~ JZ/D) on. «J. Inorg. and Nucl. Chem.», 1981, 43, Ne 6, 1277—
t;b. 1281 '(anra.)

CneKTpodOTOMETPHYECKHM MeTOJOM H3yyeHa p-UHS HO-
na [Co(NHs)4(H:0),]3+ (I) ¢ HzC0, 3 HyO mpu pH,
paBuOM T _(HCIO4J, Homnoif cuie 1 \(NaClOs) u T-pax
'335—355 K. VYcraHoBseHo, YTO B YKa3aHHBIX YCJIOBHSX

k NpOAYKTOM p-Iii siBnsiercss ycroitunsbiit HoH [Co(NHs),-

‘Co04]+ (I1), npuuem p-uus dopmanbHo HMmeer l-it no-
paaoKk. PaccunTanbl 3HAYCHHS KOHCTAHThI CKOPOCTH D-IHMH
(k) B murepsaie [H+], pasuom 0,5—0,05 M, [H,C,0,]—
0.05—0.5_ Mu _T-pax 33%345.6:_ 355K._Ilokasano, yro

X /98 W 3%




npu ysenmuemn [HpCoO4] o 0,05 mo 0,5 M mpu [Ht]=
=0,I'M n T-pe 3355 K Bemunna k sospacract ot 4,71-
.10-5 no 22,3-10-5 c~!, a mpu yBeJuyenuu T-pnl OT 3355
no 255 K npn [H+]=0,05 M u [H.C:0,=02 M Bemn-
wnna k Bospacraer or 18,5-10-5 mo 127-10-% ¢!, Vcra-
_HOBJIeHO, uTO p-uHsa oOpasopanus If. mporexaer wuepe3s
CTaJHH paauoae}:(nux mpoueccos  0o06pa3oBaHHsT HOHHEIX

map:  14HyCoOu== I+ HC,0,~; 1+H2czo4g{'[Co(NH,)4-
- (H0)2]3+, HaoCo04} . ("l)ia l+HC20r.—:{[Co(NH;)k4;
g"l;lgO)g]“HCgOr) (1V), HI=1V u nazee II uam IV—
—11. Paccantanst Ky, Ksu Ky, pasnsie coots. (npi 335,5K)

0,55; 5,3; 0,61, (mpu 345,6) 0,99; 6,6; 0,4 u (npx 355 K)
1,17; 43; 022 . . A C. Bssrux

P

\ 4
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v /8 B1553. PacrBopsMOCTb M TepPMOJAHHAMHKA pacTBope-

hust xaoponentammunkobannT(III) xnopupa B BOAHBIX

v pactpopax uso-npomanona, Mapkosa H. K, Ctpeas-

nosa E. M, Kpecton T. A. «Koopannaiu. XuMus»,
1981, 7, Ne 1, 117—119 {

[Ipu t-pax 10, 15, 20 1 25° onmpeAcsena p-puMocts (S)
[Co(NH3)sClCl; (I) B Boae m Bomu. p-pax H3onponaoia

TCoxepxkaumx 0,02—0,635 moa. noan I (X), B npy-

cyreTBiH pasanunbix Kouu-nit NaClOs. Ycranosreno, uro

p-pumocts I yMmenbwaerca ¢ poctom X, T-pulit  kosd.

P-PHMOCTH MOJIOXKITeJNen NpH BCeX COCTaBaX CMCLIAHHOrQ

A[ '4,4/ p-purenst. Tpu ysemmuenmi xonu-uin NaClO, p-pumocts |
47/ ; munefino Bo3pactaer B Koopaumatax S=[(/V2), rpe J—
Holiias CiJia, MpHYEM TaHTeHC YIia HaKJIOHA NPSAMBIX Mo-

HOTOHHO yMecHbliaeTcst ¢ pocToM X, Paccunranst TepMoan.

namiy. napamerpu (AG°, AH® 1 TAS®) npouecca p-penns

I b cMecax Boaa— Il Xapakrep H3MeHEHHST TEPMOAHHa-

Miy, nmapamerpa ¢ poctoyM X oOcyxien c-TOYKH 3peHng

4 / f T bl 3MeleHHiT ©  CMCIIANHOTO  PacTB
X. / / /I/ CTPYKTYPHBEIX  H p OpHTeng.

A. C. Conoskiy

-
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98: 150504e Thoermodynamics of complex formation of 1o

c (o, Ve e, 2

zine(
Chem., Univ. "Turin, 10123 Turin, Italy),

(Weinheim, Ger,) 1983, 8(1), 56-8 (Eng).

oth{llmiduole with cobalt(II), nickel(II), copper(Il) and
I) cationn in aqueous nolution, Aruuq. Roberto (Inat. Anal,

“T'ranaition Met, Chem,
he heats of the 1st step

- of complex formation of 1-methylimidazole with Co, Ni Cu, and_Zn
were detd. by direct calorimetry., By means of the equil, Consts., the
Gibbs functions and entropies were also obtained. The measurements

were carried out in aq. medium, at 25°

mol/dm3 (NaNOQs). The present results an

and an jonic- strength 1
d the previous thermodn.
ole are used to infer the

j ! data for assocns. of pyrazole and imidaz
/ quality of the metal-ligand bonds and particularly their w—character,

Br @

c.a. 1983, g& N18.
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" 12'B3039.  KanopHMeTpPHUCCKOE HCCJACAOBAHHE OTHOCH-
TCJABHOI TEPMHYECKOIl YCTOMMHBOCTH HECKOTOPLIX AMMMIIO-
KOMIJIEKCOB - TPEXBAJEHTHOro Ko0aabTa B TBEpAOii (ase,
A calorimetric study on the relative thermal stabilities
of scme cobalt(IIl)-ammine complexes in solid  phase
Tsuchiya Ryokichi, Uehara Akira, Nikaya-
ma Takashi. «Bull. Chem. Soc. Jap.», 1983, 56, No 11,
3284—3286 (aura.) ) ; ‘

B kanopumerpe ¢ msoTepmiuy. oGosoukoit TIC-25 npu
298 K H3MepeHB SHTANLIHH. B3aHMOAEICTBHS (AH) co
CMeWAaHNEIM  p-poM  Na,S+NaOH - “amunoxoMniexcosn
Co(3+) cocraa [Co(NHs)s]Xs, X=ClI (1), Br (11), NO,
(1), J-(1V) u 4 (NHg)s]Y, Y=CI" (VI)

‘Br (VII), NO; (VIII); Tpax;lc-[Cozz(NHg)dZ. Z=C] (IX)'

1 Br (X) n uic-[CoCI(NHj),]Cl, (XI), a takxe cMela-,
Heix- kKoMmaekcos  [CoBr(NH;)sICl, (XII), [CoJ (NH3)s] Cl,
(XIIT) 1 [CoCl(NH,)s]Bro (X1V). Paccuntann SUTaJbNI
sameuteniis rasorenos: [Co(NH;)g]Cly (1B.) 4-3X- (ras) =
= [Co(NH;)e] X3 (tB.)4-3Cl— (ras), paBsusic 82,6; 1252:
210,0 n 377,5 kIk/moan anst 11—V coorts, Otwmeueno, yto

Q('/QXV, /9, N /%




TCPAMIY, YCTOIUHBOCTL KOMIVICKCOB  yMeHBIIACTCS K “fiepe-
.xone oT Ik V. DuTanbnui anajoriyibx NPOUCCCOB B PSIAY!
:VI—VIII noayueust panubiMit 90,56 1 139,8 x[Mu/Moab anst
-X=Br mr NOj cootB. ¥cranopaeno, yro 3amewenie Cl Bo'
‘BuyTpenneit cdepe VI na Br n+J conposoxiaercst sutadib-)
‘nuitupiMi agdexramn B 32,8 1 70,9 xIx/monb. Ilpeacras-!
‘JIeHbl  BHTAJBNHITHBIC ~JHATPAMMEL  HCCJACAOBAHHEIX — KOM-!
‘mJIeKCoB. YKasano, YTO NpH NCpPeXoAc OT rekca- K MeHTa-)
‘H gajec K TerpaamiHokoMmmiekcam Co(3+) Tepmud.
‘yeroitunBocTh lx . yMenbliaercs. Jlas mpouecca HaoMepu-
‘3aunn ‘IX—XI sutanbnus cocrasuna —14,6 kJx/Moab,- a
‘anieprit Tn66ca —28,0 x[x/voms. - I1. M. Hykypos

TN
2Tpi



[l (W]

MEpptareesee
BRI

\X-/ygl//,/ﬁ)"//é

/% /98Y

16 53120. " Tepmuueckoe pa3dnoxenne [Co(NH;)e]Cl.
I11. 3aeKTPOHHO-MHKDPOCKOMHYECKOE HCCJe{DBaHHE H3MeHe-
uuit mopdonorun kpucramnos [Co(NH,;)s]Cl; B xome pe-
akuuu, Boanawpesa E. B, Tarapuuuesa M. U,
Jiaxon H. 3. «<HM3s. CO AH CCCP. Cep. xumM. H.», 1984,
Ne 5/2, 2431 (pes. aura.) . %

B pe3yiasTaTe 3JeKTPOHHO-MHKPOCKOMHY. HCCJIeNOBaHUA
BHISTBJIEHA TNOCJIENOBATEJbHOCTh H3MeHeHHIt  MOpGOJOTHH
xpucraanoB [Co(NH;)eJCl; B Xome TepMHY. Da3fiOxeHHS.
O6napyxeHo, YTO MOPQOJNOTHS NPOAYKTa 3aBHCHT OT yC-
JIOBHI{ TIpOBeJeHHs P-IHH. BbICKa3aHO npeanosoxeHHe o
TONMOTAKCHAJILHOM XapakTepe HAYaJbHHX 3TalOB P-IHH.'
Hamenennss {Is nocne YPO ananornyHn u3MeHenusm IIB
Ha HaYafbHBIX 3TAMax TePMHY. pasnoxenus.  Pesiome
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100: 219360 Commensurate-commensurate phase transitions
in ammenium tet; rchlorocobaltate ((2MH()2CoCly). Broda, Halina
(Inst. Phys., Silesian Univ., 40-007 Katowice, Pol.). Phys. Status
Solidi A~ 1984, 82(2), K117-K120 (Eng). The(l)hasc transitions
were studied in (NH4)2CoCls by x-ray powder diffractometry at
83-418 K. The crystal at room temp. is orthorhombic with a
12.662(8), b 7.216(6), and ¢ 9.286(5) A. Phase transitions occurred at

323, 408, 213, and 113 K.
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9 E631.  Hayuenne meromom - DIMP mnona Co?t B
‘Co(NH;)eJ2 u B Co(NH;)Bry BOMM3N TemnepaTypbl CTpyk-
Typuoro (asosoro nepexoma. EPR study of Co?* jon in
Co(NH;)6lz and Co(NH;)eBry near their structural phase
transition. Pichet J, Stankowski J. «Acta phys.
pol.», 1984, A 65, Ne 2, 173—181 (anra.)

B uurtepsane T1-p 4,2—80 K m3Mepennt crnekrpst TP

nona Co?*+ rexkcaaMuHoHOmiaa H rexcaaxilmoﬁpo.\uma Ko-
Ganbra. AnoMaumun, 3aduKCHpOBaHHBIE ‘B CNCKTPaxX, CBH-
JeTeJbCTBYIOT O (pasoBblX mepexomax npu T.=24 y 4] K
B HoauAc i OpOMHAe COOTBCTCTBCHHO. Brime T, ¢bakrop
CMECKTPOCKOMNIY. paculenieHus g=4,33, uro COOTBETCTBYeT
KyOud. CHMMeTpHH KpucTajsany. noas. Hike T, g=425
CrpyxTypublil TnepexoA OGYCJIOBICH POTALNOHHBIM nmn’xe:
nueM kommiexcos Co(NH;)s. Onpemesennt H3MEHeHs po-
TAUNOHHOIl JuTponun AS, cBsa3aHHBe ¢ mepexozom s
HOAUAOB C DA3NNYHBIMH JBYXBAJCHTHBIMH KaTHOHAMIL, Be-
anunHa AS XOpOuIO KOppe/iipyeT €0 3nauenusMu T, nax
STIUX <cocamnenmi. . .B. T. A,

h./98Y, 18,79
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21 B3321. " Koadduuuentsi aKTHBHOCTH  TPHHHTPOTPH-
ammuHkoGaabta (111) B BOAHBIX pacTBOpax XJaopuaa H
¢ropuna natpus, Pegopon B. A, dPunorenko T.M,
Ucaes H. I, Mupounos B, E. «H3p. By3oB. Xumus
H XHM. TexHoJs.», 1985, 28, N9C5, 13121_22 Y ;

Onpeneaesa p-pumoctb [Co(NH3)3(NO2)s] (I) B 0,15
0,2; 03; 04 u 0,5 M Boan. H30MOJAPHHIX p?pax cMeceil
NaF (1I) u NaCl (1), a Takxe B p-pax Il u Il c ge-

peMCHHBIMH HOHHBIMH cHIaMH. Ha ocHoBanHH noJyueHHHIX
JaHHbIX paccuntansl Ko3d. axktiuBHocTH I npn 298 K. 06-

2 ]~ _HapyxeHo, uTO HX u3MeHenne npH 3amene II ma III
(7, Pacmbo i : He

ﬂééﬂlé’ Cilé

. 1985, 19, w91 @

3aBHCHT OT BEJHYHHBl HOHHOIT CHJH' P-pa, a omnpejefser-
es Tonbko Konu-Heit 1. 3nayennss xoHcraHThr CeucHoBa B
HCCJEJ0BaHHBIX P-PaX C NOCTOSIHHBLIMH HOHHBIMH CHJAMH He
3aBHCAT OT BeJHYHH 1MOCAEAHHX H cocraBasior —0,120.
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6 B3057. Tepmoxumus  kpHcTannocOMBbBATA XJ0pHaa
Ko0anbTa ¢ MoueBHHOM / YcyGannes k.- V., Kupgu-
HoB M. K., Poiemennees K. P. J/ Tepmoauuay. Heopraw,
coen.— Ppynse, 1989.— C. 39—42.— Pyc.

U3 uamepennit Temnor p-pernsa CoCl,-2Co NH,), (I) &
COOTB-IHX  KoMnoHentoB B HC[K-Te onpenesens A;H
(298,15K), AgisH, E(Co—L) n E., cocrapmpume s
1 1018,9; 443,7; 221,8 u 72,53 kJI/moub. C Hcnomb3opa-
MHEM JIT. NaHHHIX Ans conbBatoB CoClp-2L (L — sTaxoy,
Boga, Py, STHJEHQHAMHH, AMMHAK) YCTaHOBJIEHH Koppe-
JIAUHH CPEIH. SHEPTHA CBA3H H ATOMH3aUHH C OCHOBHo-
ctbio amranaos: 1g Eco-1=0,0059 pKa+2,3379 u Ig E,y—
=0,0119 pK,+0,7943. A. C. Tyseh
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129: 45627h Molecular versus Dissociative Chemisorption of
Nitric Oxide on Co, and Cos (Neutral and Cationic). A Density
Functional Study. Martinez, Ana; Jamorski, Christine; Medina, Ger-
ardo; Salahub, Dennis R. (Departamento de Quimica Division de Cien-
cias Basicas e .Ingenieria, -Universidad Autonoma--Metropolitana—~-
Iztapalapa, Mexico, Mex. 09340). ‘J. Phys. Chem:'A 1998, 102(24), 4643~
4651 (Eng), American Chemical Society. The reactivity of nitric oxide
with small cobalt clusters (Co, and Co,) is investigated with all electron
linear combination of Gaussian type orbitals Kohn—Sham"d.’ furictional
theory. Full geometry optimization has been performed without sym-
metry constraints, starting from several initial geometries to locate dif-
ferent min. on the potential energy surface. Several spin configurations
were considered for each case. The equil. geometries are characterized )
by their bonding energies and harmonic frequencies. A comparison with
other exptl. and theor. values has been made. Bond distances, equil.
geometries,: harmonic frequencies, adduct formation energies, net at.
charges from Mulliken populations, Mayer bond orders, and ionization
potentials are presented. In particular, some bridged structures are
predicted. The NO mol. is molecularly bonded to Co,* whereas Co,, Cog,
and Coy* show dissociative chemisorption. For Co,NO*, two low-lying
states, a singlet and a triplet, are found, consistent with the deduction



from exptl. values that a reactive and an unreactive form are present. A
comprehensive description of each adduct (Co,NO) is provided. To
explain the exptl. behavior of these systems, we calcd. the Co,0,*
systems. The values of the adduct formation energies that we found are
-68.7, —92.0, —81.7, and —106.9 kcal/mol for* Co,NO*, C0,0,*, Co,NO~

Co030,*, resp. With these results, it was concluaeg that Co,02"
systems are more stable than Co,NO*, which provides an explanation

_of the exptl. results, . . - . o :

-



