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/T1(CNS)n /1R ( Kp) -
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T1CNS ( Kp)
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. 6B58. - O KOMNJCKCHBIX pozxaunnax omlouancumoro‘

— TaJaus. K ab6a @ s, Mupounon B. L. Mpnﬂ-.

Kopa I. K. Tieoprar. xiiiis, 1965;°10, 7Nz 6, 3051308
-UllpLJlLJIellﬂ pPacTBOpIMOCTD TISCN npu 25 B 0—4,0 M
“P-pax mepxzopara Li, Na n untpatos Li, Na, K u NH,, al— ~
TakKe B 4 M p-pax nepxsiopara — pojaaniia i poaalHIOB,
T Li—Na u Li—K. Mecrtonoym Jlegena n METOROM .HaHMCHL-—
— WEX . KBanpaToB ONpPCAEJCHBI . KONCTAHTLl  YCTO{IMNBOCTIL
‘monon [TEH(SCN),]'=» (re n=1—4) » 4 M p-pax nep-’
- ~xaopata — pofamnaa Li mpn 25° C moymowbio MeToaa:
caoxenst apdekton 1t Merona Jlenena BBIUIIC/ICHBl KOH-
ctants yeroitunsocti ionon [TI(SCN),]'=7 o 4 M p-pax:
" (Li,. K) (ClO4, SCN). Bruuncsena, xoncranra 3aMellenist

kartionos Li* na xationn K+ p Lin* (Hy0)«[TI(SCN),J*-,!

1

- PTCX 1966,
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e ..-aR-past npy 25° B 4 M p-pe ponamtna Li—K pasua 08=0,1.f. °
. Tloka3ano, uTo uerBepTblit pomanHANLIT HON TIPHCOCAHIISICT-!
s.cst K Katnony TI+! npounee, wem sTopoit i Tpetiil. 3amena|
- xamionos Li* na xatnonst Na+ ysemnmunpaer cremens mie-|

- nponopunomiposaniis Honos [TI(SCN)o]= 1 [TI(SCN)4]2-| =
na TISCN 'u [TI(SCN)4P-. Cra6uaibliocts HHTPATO-pOAa-,
unanblx accounaton TI(14) Boime, wem nepxiacpaTHo-po-;
JAaHHAHBIX. : ~_+_Pesioye apropon!
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/SCN- and SeCN~ was studied' polarog. - Changes in the half-

7973

118955z Polarographic ‘studies of the thiocyanates and -
selenocyanates of thallium, indium, and gallium. Ramakrishna,
R.S.; Thuraisingham, R. (Dep. Chem., Univ. Ceylon, Colombo,
Ceylon).- J. Inorg. Nucl.: Chem. 1973, 35(8),  2805-12 (Eng).
Complexation of. TI(I), TI(IIT), In(III), and Ga(III) with

wave potentials of metal ions with changes in ligand concn. were
interpreted on the basis of formation of TISCN, T1(SeCN),*~

(x =0,1,2fory'=1,2,3,resp.), In SCNY = (x=72,Tlory =
1, 2, resp.), and In(SeCN);. Sta consts. were detd. The;
ir spectra of TISCN(s) and TISeCN(s) suggest TI-S and TI-Se!
bonding. - i g

Col. 1973, 729 w20 [y @ 7 ”[Sf‘/)a (k4
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! j 104176s Solubility product of thallium(I) thiocyanate in

i ... _l__water at 10-40°. Popicl, Wojciech J.; Tamimi, Eid H. (Chem.

i | Dep., Univ. Jordan, Amman, Jordan). J. Chem. Eng. Data

i 11975, 20(3), 246-7 (Eng). With an ion-selective electrode, the

X “ ‘ SCN- activities in satd. aq. solns. of TISCN were measured at

{_y.___|_ seven temps. in the range 10-40°, and the soly. products were

Y AR AR/ caled. The logarithm of the soly. product is a linear function of

4_ H n the reciprocal of the abs. temp., and the heat of soln. of the
i i/ |~ compd. is 66.25 kJ mole-. o
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’Icitlnff and Solid~501id transition tempe-
ratures at high pressures -for NHl‘ CN,

RbSCH, M™1SCN, and CsSCN..

"Bull, Chem. Soc. Jap.", 1976 lcq, N 8

21482153 (aﬂrn.) | .
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6 B2063. JIunamuyeckoe JBOHHKOBAHHE: noJauMopdu3m-
THOUMAHATA TAJMJIMS NO JAHHBIM pentreHorpaguu. Dynamic)
twinning: Polymorphism of thallium thiocyanate studied’
with x-ray diffraction. Lippman Robert, Rudman
I(Qeub)e n. «J. Chem. Phys.», 1983, 79, Ne 7, 3457—3461
AHII. : : .

' ITpoBepeno pentreHorpaguy...onpeseaense (ACu, aHuso-
tponupiit MHK) crpyktyp 2 momivoponbix MomnduKaumit
TISCN: ycroitumpoit Beiwe T-pst 90° C BHICOKOT-PHOIT TeTpa-
roi. (I) (mpm 130°C, R 0,067 nas 158 orpaeHuit) .
YCTOHUHBOIl B OOBIYHBIX, YCNOBHAX HH3KOT-PHOIl pOMOHY,,
(II) (R 0,040 nnst 1199 otpazennit). [TapaMeTpsl pelweTox:.
I (npr 130°C) a 6815 A, ¢ 7,773, ‘p(sbu.) 4,82, Z 4,
¢. rp. I4/mem, t-pa nnasnenns 230°C; 11 a 6,783, b
6,816, ¢ 7,606 A, p(sbu.) 4,96, Z 4, ¢. rp. Pbcm. Ctpyk-
Typul I n Il 6u3ko pomcTBeHHH MeXAY coboil n Xapak-:
Tepuaylorcs ‘8-kpathoit koopannauueit Tl ¢ 4 atomamn S
1 4 atrcmami N, pacniosaraioWiMHCS MO BepLINHAM HCKa-
»KeHHoOIT kBaapatHoil antimpuamel (s I1 TI—N 3,140, 3,155,
T1—S, 3,306, 3,328, C—S_1,622, C—N 1,173). IIpoBenentoe.

N./G8Y, /9, v6



nonoannteasioe JITA n TTA ‘nccnenopaHie — mepexoja .
1I—I BLIABIIO, YTO 3TOT NEPexoj-XapaKTepH3yeTcsi BeChMa
HC3HAUHT. BEJHYHHOI  SHTAJBIHH H MaJblM H3MeHeHHeM
-o0bema (na 0,6%). ITpexnonoxelte O TOM, YTO PA3JIHUHA
crpyktyp I w II cpoasitcss X AMHaMHMY. IepeOpHENTHPOBKe
rpymn SCN B I no cpaBHeHHIO C HX YNODPSIAOUEHHBIM pas-
seuenneM B Il He moxrpep:kieno B mpolecce CTPYKTYp-
HOTO YTOYHCHHSI: OHO NPHBOAHT K KPHCTANIOXHMHUECKH
HCONPABJAHHLIM OYCHL KOPOTKHM MEXATOMHBIM DAaCCTOSHH-
saMm Tl—S. ITonbiTka yTtouHeHHs cTPyKTypn I mnoxasaxa,
41O CcTpyKTypa | MOXKeT GHITb MpeacTaBjieHa Kak pe3yJb-
TaT AHHAMHY. JBOIHHKOBAHHA C JIOKAJbHBIM MOHIZKEHIEM
CHMMeTPIH 10 poMOiu., HO C COXPaHeHHeM YyCpelHEHHOIl
TCTPArOH. CHMMETPHH. ~C. B. CoGonesa:

ALY
60X
‘.
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" 4 E584. ~ JluHaMu4ecKoe HNBONHHKOBaHHE. " Pentrenorpa-

(uyeckoe HCCAENOBANHE MOAMMOPHH3MA THOLMAHATA Taj~

ans. Dynamic twinning. Polymorphism of thallium thio-

cyanate studied with X-ray = diffraction. Lippman

Robert, Rudman Deuben. «J. Chem. 'Phys>,

1983, 79, Ne 7, 3457—3461 (aura.) T
PentreHofHdpakToMeTpHYECKOe  HCCAe0BaHHEe  MGCHO-

kpucraoB TISCN no3posuio YTOYHHTb CTPYKTYPY HH3-
KoTemmnepaTypron Gasw 1I, ycroiiunpoit  minke 90°C, u

72 : H3YUHTh CTPYKTYPY BHICOKOTeMmepaTypHoit ¢asm I, panee
/2 / He onHcannylo. ®asa II uMeerT poMOMU. pewleTKy, mp. Fp.
Pbcm, mnapamerpnt mpu 24°C: a=6,783; b=6,816; c=

'=7,606 A, z=4, d=4,96 r/cm®. dasa 1 TerparoHaibHas,

np. rp. 14/mcm, napaMeTpH 3/eMCHTapHOI sueliki (npiz

130°C): a=6,815; ¢=7,773 A, 2=7, d=17,82 r/em3. Cka-

yok oGbema mpu mepexone 0,6%. AHanua cTpyKTyp oGenx

¢a3 ykasupaeT Ha HX cxozctso. Ilpeinoxena = MOAedb.

ch./98Y, /8, nY



¢assr I, npexcrasisionas co6oit AHHAMIY. IBOITHHK, ycpea-
enHask CTPYKTypa KOTOPOro lneeT Gosiee BEICOKYIO CHM-
MeTpHIO, YeM MTHOBEHHOe DacroJioeiHe aTomos, Gaaro-
_naps HX AHHAMHY. PEOPHENTAUHH MO OTHOWEHHIO K peleT-
ke B uesoM. CHesaHO mpeamoJoxenHe o6 ofuieM Xxapak-
.Tepe AMHAMHUCCKH JABOIHHKYIOUIHXCA CHCTeM B COCJiHe-
HHSIX, HCMBITHIBAIOUWHX (ha30BbEe MepPeXOAbl- MeXAy CTPYK-
TYpHO GIH3KHMH MOAH(HKALHAMH, MO Kpaiineil Mepe oaua

H3 KOTOPHIX OAHOOCHA MJH H30TPONHA. bu6n. 21.
’ Bb. I. Ananun
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99: 185207n Dynamic twinning: polymorphism of thaliium,

thiocyanate studied with x-ray diffraction, Lippman, Robert;’

Rudman, Reuben (Dep. Chem., Adelphi Univ.,, Garden City, NY

11530 USA). J. Chem. Phys. 1983, 79(7), 3457-61 (Eng).

TISCN m. 230° and has a phase transition at 90°, with AS: = 9.56

e.u./mol and AS = 0.15 e.u./mol. Lattice parameter detn. at several

temps. reveals that (AV/V) « 100 = 0.6% at the phase transition.

The crystal structure of phase II (stable below 90°) was refined based

on the structure reported by W. Buessem et al. (1934). At 24°,

TISCN is orthorhombic, space group Pbcm, with a 6.783(1), b

6.816(1), and ¢ 7.606(1) A, d. = 4.96 for 178.7(7)°, in agreement with

/) interat. distances and angles reported for other univalent metal-SCN
]) f'l ) salts. Above 90°, phase I is t,etragonal. with (at 130°) a = 6.815(1)
and ¢ 7.773(1)A; de = 4.82 for Z = 4. Single-crystal data were

. refined in space group I4/mcm using group-refinement least-squares

A { ,}, anal. of 6 variable parameters to R = 0.067, where the group refined
) was the TISCN moiety found in the structure of phase II. The
structure of the 2 phase are quite similar. The initial anal. of phase |

indicates that TI*+ is in a 4-fold special position and the SCN-

reorients 180° (heaito tail) in a dynamic mode. However, such a

C.A- /953, 99, v ar



mode! results in very short Tl...S distances and does not refine to a
satisfactory agreement factor. The use of the phase II structure in
group refinement of phase I removes these difficulties, and reveals an
unusual mode of dynamic twinning, wherein the crystal has an av.
structure of higher symmetry than the instantaneous structure due to
dynamic jonic reorientation accompanied by a dynamically changing
lattice ref. system. '
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© ¢y 114:237994n Vihrational apectroscopy of the structural phaso’

transition ard Haraan ‘evidence of librational fluctuations in

thallium thiocyanate. Sathainh, S.; Bist, H. D. (Cent. Laser

“Technol., Indian Inst. ‘Technol., Kanpur, 208016 India). Phys. Status

Solidi B 1991, 164(1), 95106 (Eng). The Raman and IR spectra of

TINCS were analyzed at 293-438 K. "T'he orthorhombic‘to—tetragonal,

.structural phese transition (SPT) near ~367 K is spectroscopically

. characterized as an order-disorder transition exhibiting predominant

i \ 2nd-order features. Cansiztent mean field type exponents were extd.
,from characteristic spectra} changes in the thermosensitive Raman

5 .modes. The appearance of side bands'in each of the internal modes

‘L) of the NCS- group in the Raman spectra are attributed to splittings

e due to an internal field in the ordered orthorhombic phase; the

) - continuous growth in the relative intensities and decrease in sg]ittin’g

: energies reveal the gradual diminution of the internal ficld as 7°
approaches Te. .~ . :

C.A- /995 1Y, v2Y



