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X - (46327P Solvent cffects on strong charge-transtor complexes. !

IV Trimethylamine - and sulfur dioxide in the vapor phase. __

- Grundnes, Just; Christian, Sherril D.; _Cheam,_VYenghuot; ;
JYarnham, Sutton B. (Dep. Chem., Univ. Oklahoma, Norman,
—— OKla:).  J. Awmer. "Chem. Soc. 1971, 93(1), 20-3 (Eng). Ther- !
modynamic ¢onsts. for the formation of the 1:1 mol. complex !

. between Me;N and SO: have been obtained from PVT and |
l? vapord. data for equimolar mixts. of these gases at 35-44°. |

Results are in excellent agreement with those obtained previously
from measurements of uv spectra. The present research supports

— the previous conclusion that the extinction coeff. and oscillator I

._Strength of the charge-transfer band of Me;N-SO; are nearly
the same in the gas phasc as in the solvent heptane; . in this
respect the complex differs from all other charge transfer com-
plexes for which both gas-phasc-and soln. data are available. :
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2= 19B969. Hccacnobanne METORAOM HMAOYJAbCHOTO PajHo-
SCMSVO . Jn3a o6pasopannst papnkan-aninonoB SCNS,0,%2~. Scho- /9?3
- neshdfer M. Pulsradiolytische Unfersuchung iiber. die -/
Bildung - des Radikal-Anions SCNS;0;2<. «Ber. Bunsen- ! ;
- ges. phys. Chem.»; 1973, 77, Ne 4, 257—262 (men.; pes.
aHnL.) : )

MeTogoM HMOyJbCHOrO pajaHOMH3a €O cnekTpodoToMeT-

pHY. perucTpauieil NpoMeKyT. MPOAYKTOB H3yueHbl p-LHI
pamukanos OH B Bomn. p-pax, nacsimennsix N.O (NoO '
' mpebpalaeT THAPATHPOBAHHBIE 3JEKTPOHB B  PapHKaJb | .

OH), ¢ nomamir SCN- B npHCYTCTBHH Ma%blX KOJI-B |

. 1 8,0;2~. B 3tuX ychoBHAX oOHapyxeHo oGpasoBamile i

K . SCNS;0;2~ mapsiay ¢ paauxan-annonamn (PA) (SCN)2—
¢ H CiOg%~. PA SCNS;032~ myeeT MaxkCHMyM B CHeKTpe |
noraowennst npi 4200A ¢ £=74-10° a/moab-cMm. B npu-;
. cyTeTBHH BbicOoKHX Komu-Hit SCN-— (~5-10-2 M) GbicTpo |
' yCTaHaBJHBAIOTCS pasuioBecst  * (SCN)o= 45,052~ == |
] =SCNS,0;2-+SCN- i SCNS,0,2-=SCN-+S.0;", '
' KOHCTaHTBI K-PLIX paBHBl COOTB. 1,6-107 1 83-10—¢ M.
Ins pasuonecit SCNS;032~+ 852032~ =5,063-+SCN- 1
SCNS,0;32-+=85,032-+SCN KonctaiiTel  Haiigelibl COOTB.
>83-102 n 3,1-10-8 M. B. E. Ckypar |

XA, 1975 279
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24 B21. XuMHyeckHe peaklUHH B pacniasax * coaeit.
XV. Monyuenue M peakuun  KapGOHUAraJoOrenH;0s W
-ncesnorasorennnos. Jickh Christof, Sun der-|

~meyer Wolfgang. Chemische Reaktionen in Salz-

schmelzen. XV. Darstellung und Reaktionen von Carbo-
nylhalogeniden und -pseudohalogeniden. «Chem. ‘Ber.»,
1973, 106, Ne 6, 1752—1757 (uem.; pes. aura.)
IMpensiokensl cnocoGbl NOMyYCHHS KapGOHH/TaN0TeHH -
0B W -NICEBJOraJOreHHioB B pacmiaBe XJOpHIOB NpH Ha-
rpesanuy. Ilponyckaune OCX, B pacniaB 3BTEKTHKH CH-
cremst NaCl—KCl, comepsxkamuit KOCN, npu 400° npu-
poaut k oGpasosannio OC(NCO), (I) XCO(NCO), rae
X=Cl (II) wan F (HI). T. k. p-una p3anmoneiictBus 1l
i 11 ¢ KOCN c oGpasopannem I mpoTexaerT 3HAUHTEJbHO
GuicTpee p-unit oGpasosanus 11 1 111, nonyuenne I n I

00bsicHeHO pP-LHell mepepacnpese/eHHs Mexay HCXOXHBIMH
OCX, u I. P-unn nepepacmpejefennst NpeasoKeHbl TaKKe
ans moayuennss apyrnx OCXX’. P-umeii OCF; n OCCl:
B Mmos. orunowennn 1:1 npemnoxeno moayuats OCFCI,
a p-umeit OCCl; ¢ I wm  Si(NCO)4 npu 180 n 250°
coors. — Il (Bbixog 56 u 549, coors.). BaanmopgeiicTBue
OCF; ¢ I npusoanut x koamy. suxoay HI Tlpn p-umm HI
B CFCl; npu —78° c¢_AsFs oGpasyerca Gecusernmit Me-

1973
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nonpit . HPOAYRT (1V), pasnaralowmuiicst npu —20°. IHau- ;
nsie MK-cnektpockonun — i(mosockr  mornowennst 700 1
400 cm~!) ykasviBalor Ha naamume B IV - Honos AsFg—, !
YTO B COBOKYMHOCTH ¢ janubiMu SIMP 19F-cmexrpockonm |
aas I paer ocnomanmue npeanoaaratb, uto ‘I gerko !
TepseT cBoil atoM F mpH p-umm ¢ cHABMBIMN K-TaMmH o
JIvioncy, a IV umeer crpoene ((OCNCO) +AsFg-. pu -
p-unn OCX, ¢ KSCN B pacmiase cmecn NaCl n KCl o06-
pasyerca OC(NCS), (V). V (r./xun. 83°/16 mm) GHICTPO |
THAPOAN3YeTCS, NPH “AOATOM CTOAHNI npioGperaer Kpac-
HYyI0 OKpacKy, TpH XpaHGHMH HAa BO3fyXe OHICTPO. pa3-
aaraetcsi. OGpazoanus CICO(NCS) ananormuno II e
noxrsepzzaeno. FCO(NCS) (VI) o6pasyercs npH p-UHH
OCF, n V B asrtoknase mpn 50—60° NpH HCMOJIb30BAHHHK
Asyxkpathoro .n3bwtka OCF,, ommako smxoa VI HH30K
(17%) BcaeacTBHe cHAbHOIT CKJIOHHOCTH K MOJHMEpH3alHH. '
HI pearnpyer ¢ HX c o6pazopanuen FCO=NH—COX, -
rae X=F (VII), ClI (VIII), Br (IX). VII— sunkuf, VIII |

Feo-w/H-
- COF

FCO-H-

coce

un IX —=Gecus, KpiucT =53, 7. ma. VIT 4. cybanMmauuy B' Feo-mH-

sakyyme VIII u IX 50° Ilpn marpepamnn VII—IX pasaa-.

raloTest Ha MeXojubie B-8a. Ilo nammbiy UK- 1 TIMP-cnex- = CO B%

Tpockonu, npoton B VII muMeer kucnoTHblt Xapaxkrep u
BO3MOXUHO oGpasoBatme <oaeit tuna M+ [N(COF,]-, rae
M+ — oanopanentuntit katon. CooGur. XIV c. P)KXum,
1068 1P 2RO AR AR e T
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14 B1. Moayuenue cenenocy bpaTa TeTpaMeTHAAMMO-
unsi. UHppakpacHple CHEKTPbl H CNEKTPLI KP ceaenocyib=
dara n THocyabdaTa TETPAMETHAAMMOHMI. Klaeboe
Peter, Martinsen Arve, Songstad Jon. Pre-
paration of tetramethylammonium_selenosulfate. Infrared

- and Raman spectra o tetramethylammonium selenosulfa-
7,; te and thiosulfate. «Acta chem. scand.», 1977, A31, Ne 1,
56—62 (aur.a.)

-XESOE (sesne X=Me,N) mnoayuen H3 XJ u Ag:SOs B
MeOM, X505 e pcarnpyer ¢ NOPOWKOM uepHoro Se B
MecO!HH nps KOMH. T-pe, OAHAKO NpH KunsayeHnn Se 6blCT8)O
BCTyMaeT B p-LHIO, AaBast X,SeSO; (1) ¢ Beixomom >70 %-
B MeCN SOs?- pearnpyer ¢ Se, napan S;Se;0¢i". Anazo-
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riyno #3 XpSOj 11 cepet B McOH' cuntesnpoBan  X2SSOj;:
T (IN). T Meanenno -pa3naractcsi Ha BO3AyXe, YCTOHUHB B!
3aKpLITOM cocyne, orpaHuuenno p-pum B EtOH, se p-puwm;
« B Mc,CO 11 MeCN. B ‘MeOH npu kunsuenun map npi 25°.
a raxkxe B H:0 npu 25° w pH 6 I pasnaraercst ¢ Beimesne-|
ueM Se. BzanmopeiictsueMm I ¢ PhyAsCN B MceOH noay-|
uyen PhyAsSeCN, p-uus PhyP-c I 3 MeOH paer Ph;PSe.!
P-useit I ¢ RJ npi koM. T-pe B MeOH noayuener RXSe-:
SO;, rae R=Me (III), 4-mutpoGensua (IV). T.r. I—IV,.
cootB., 171 (pa3xn.), 238—40, 171 (pasx.), 175—7° (pasm:.).|
Cusaret K- n KP-cnektper I u 11, cnenano orHecenue Ko-
aeGanuir. TTpeanonoxeno, .uto Hon SeSOz?~,  momoGHoO:
$,0,%~, nmeer TiHoHOBYI0 CTPYKTYpY (C3»0). M. B. Huxutuu
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"/L)oz [ 95: 107102y “Electric field phase diagram of thiourea det='

ermined by optical birefringence.: Jamet, Jean Pxerre .(Lab.’
Phys. Solides, Univ, Paris-Sud, 91405 Orsay, Fr) C. R. Seances
Acad. Sci., Ser. 21981, "292(16), 1119-22 . (Fr).  The phase!
diagram of thiourea in the (E, T) plane was detd. by measuring:
linear birefringence measurements. . This is the first time that'
such a diagram has been detd. in a system which undergoes’
transitions .to an incommensurate phase. : The transition line

‘consists of 3 parts: a first order line TH(E) sepg. -the ferroelec.

phase from the incommensurate phase which terminates.at a
max.. field Ex = 2,285.% 10 V/mm with Ty = 210 & 0.2 K,'

where the bu'efrmgence jump is zero, a 2nd order line Tx(E)
sepg.. the paraelec. phase from the incommensurate one whichi
terminates at a point Ev =~ 2,060 V/mm, Tt = 2125 K; between'
(Em, Tn) and Eu. Tu), the transmon lme looks to be weakly first



it (38 199
//ﬂlﬂﬁ/p/M / Tranii -,

£, 07
0 54"

%Z WA,

L1700
W%g 7990,

® //; — /97




S'CT
Pok - f0
[ Juaec gty

7999

130:215372m Identification of singlet and triplet SCNO- cations
in the gas phase: theory and experiment. Flammang, Robert; Ger-
‘baux, Pascal; Wong, Ming Wah (Department of Organic Chemistry,
University of Mons—~Hainaut, B~7000 Mons, Belg.). Chem. Phys. Lett.
1999, 300(1,2), 183~188 (Eng), Elsevier Science B.V.. Exptl. evidence,
based on collisional activation (CA) mass spectrometry, is provided for
the existence in the gas phase of SCNO- singlet and triplet cations. The
~prodn. of the triplet state is enhanced upon collisional activation with
O, or NO as collision gas.- The identification of the 2 spin states of
SCNO+ is strongly supported by ab initio calens. of their unimol.
fragmentation energies. Theory predicts SCNO* has a singlet ground
state, with the triplet state lying close in energy (38 kJ mol-1). The
singlet state is best described as an ion—neutral complex (SC-NO+) while
the triplet state is a normal covalently bounded species (S:C:N=:0). The
CA mass spectrum of the isomeric SNCO* jons is also discussed.

C. A 1999 130 V76



