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(Y. T2J . ~-1i Crystal structure of oxalyl bromide and oxalyl chloride..-—-

‘v _'P. Groth and O. Hassel (Univ. Kjemiske Inst., Blindern,

C (9] CQ:) - "'Norway). “Acta~ Chem. Scand. 16, 2311-17(1962)(in English).
TTNT T ’l.“-““f Single-crystal x-ray patterns were obtained at low temp. for™ "™

| (COBr); and (COCl);. In each substance all mols. were equiv. -

- o B and centrosymmetric, but the crystals are not isomorphous.’
. W The bromide forms nonplanar sheets in which each (COBr), is
linked by O..Br charge-transfer bonds to 4 other mols. The;--—-
. 0. .Br distance is 3.27 A., slightly shorter than the sum of van -
st _ “der Waals radii, and the C-Br..O angle is 169°. - Similar sheets.——
. do not exist in the chloride, and there is no evidence of charge- '’
transfer effects. Bond distances and angles in (COBr). are::
C-Br = 1.84, C:0 = 1.17, C-C = 1.56 A., O-C-Br = 128.3°,"
Br-O-C = 108.6, O-C-C = 122.3. ‘Observed and caled.:
structure factors and electron d. maps are given for both crystals. : -
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L 1 /8 J1239. OKcaauarajioreHsabl. AHaJH3 noJaoC MOrJo-!

Auennst B o6aacti 3940 u 4360 A okcanmaGpomuma. Bal-'
Wonr-W,. J,,.King.G. W. Oxalyl halides. Analysis ol —
.the 3940 A and 4360 A "absorption systems of oxalyl:
____._,lzromide. «J. Molec. Spectrosc.», 1968, 28, Ne 4, 497—508——
\aHIJL) : i
HccenegoBaH crnekTp MOrJoLieHisl MapoB oxcammﬁpo.\nma‘l
B oGaacti 4400—3200 A. Cnexrtp norJouienus o0pa3opal,
. npymst  nosocami. - KoporkopoaHoBas — modoca  (Voo= ———
=25371 cm—!) o6pasopana S—S-nepexoaoM, a’ JJIHHHO-|
po.HoBast — T—S-nepexononm) (voo=22938 ca—'). HaGmo-——
ZaeMblc Mepexoabl n—imt-THOA 11 COOTBETCTBYIOT THIIAM;
cumyetpun A’A,<X’Ag ans S—S-nepexonga n a*Au+~ X' Ag——
aas T—S-nepexona. Cucremst . S—S- 11 T—S-nepexoaos!
HMCIOT NOx006Hble KoJjebaTesbHble CTPYKTYDHI xrpacnpene-‘———
JeHHe  MUTCHCHBHOCTe(l B_CNEKTPax. [10JHOCHMMETpIUHbIE|

Y —®- - —
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KosicGamiis 06pasyioT mporpeccii B cnexrpax. ITposasisio-f -
‘IIMecss B CMNCKTPAx 4acTOTHl KoJeGaHil OCHOBHOTO COCTO-:
simist coraacylorest ¢ Aanibimin no MK-cnekrpam n CNCKT-}’
pan kom6. pac. Cyas mo pacmpelesiCHiio HHTCHCHBHOCTI
B CMNEKTpax, MpH 3JCKTPOHHOM BO30YKACHHH recoMCTpHS |
‘MOJIEKYABI H3McHsieTcst Maso. IlepeXojbl MPOHCXOAAT MeX-|
Ay MAOCKHMI TpaHC-KOHGHTypausIMIl MOJIeKyYJIbI, Conocrab- |
JICHIle CNEKTPOB OKCAIHIGPOMHAA 1f OKCAMIIMXJOpHAA MO-|
Ka3aJ0, yTO H3MeHEHHs CMeKTPOB CBA3aHbl B MEPBYIO Oue-;
peab ¢ M3MCHCHHEM Macchl aToMa rajorena, a e uicaaj
J

3jeKkTponop B MojekyJae. Bu6a. 10. B. JI. bornpanos
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{4'B169. OKcanHAranOreHHabl. AHAdn3 CHCTEM 'nomo]
wenns 3940 A u 4360 A B okcaauaopomuge. Balfo

ur W. J, King G. W, Oxalyl halidcs_ amalysis of (HET

" '3940”A and 4360 A absorption systems of oxalyl bromide.i’

. Molec. Spectrosc.», 1968, 28, Ne 4, 497—508 (am-n.)l'_-

CrieKTp mnoOrJouieis oxcannnopomnna (1) B napopoil

_¢a3e B obnacti 4400—3200 A xapakTepu3yercs HHTEHCHB-
ot S—S-cicTenmoit moaoc (OK0JI0 3940 A) c nepaspeueif;
t10it BpaulaTeabHOil crpykTtypoit (ypoelb 0o 25371 ca™\i
w menee caagoit ( ~B 100 pas) T—S-cHcTeMoit (oxon10Y

1360 A) c OGosjee ueTKOil. cTpykTypoit  (yposenb O
99938 cau—!). OGe cHCTEMbl HMCIOT cxXofHBle KoJeOaTeb-

liple  CTPYKTYPbl, HamOMHIAIOUIHE CTPYKTYPBI COOTB-LUHX{
cierent B oxcannaxaopuge (I). B cnexrpax naenTHHH- |

poBanbl npoﬂgectlm TTONOC_H_HX KoMOuHauHi, OGYCJIOB.'IeH-}
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" 'ible BHYTpenfiMi KoseGaniis

3. Cuctemr S—S u T—S 00yC/IOBJIEHB!  NepexoaaMit

-~ <2 ~ C—a
Ay X1Ag n'a*A,  XTAg coots., otnocsuuniest K THITY
--—n—q*. ITepexoa MoseKyab B BO30yKAeHHOe  COCTOSIHHE B|.
JUCTOM HE3HAYHTCJbHO CKa3blBACTCSl Ha ee reometpii. Cpas-
-- -Hienne cnextpos. I u Il nokasbipaeT, uTo H3MEHEHHs B CIEKT- |.
“'pe I oGycaopaenst B Goablieii cremeti Bo3pacralieM Mac-
—--Cbl TajoreHa, Hexe/H yBeJHYCHHEN WUHCAA 3JeKTPOHOB B
‘MoJaekyJae . B. B. Paccaauu
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/g (2 'z' ’ ‘
/R11758x ) Oxalyl halides. Analysis of the 3940-A. and 4360-
) A. tion systems of oxalyl bromide. Balfour, W. L;!
“W . _King, G. W, (McMaster Univ., Hamilton, Ont.). J. Mol.
-Speclrosc. 1968, 28(4), 497-508 (Eng). The discrete vapor;
——phase absorption spectrum of oxalyl bromide in the 4400-3200-A.™
regions was analyzed into 2 systems. = The S-S system is rota-|
tionally diffuse throughout, while bands of the much weakerf
'T-S system are relatively sharp near the origin. Both systems!
s S show increasing diffuseness to higher frequencies. The electronic——
origins are at 25,371-cm.”! (S-S) and 22,938 cm.! (T-S).!
Both systems show a similar vibrational structure, and are also!l-—
similar to their counterparts in oxalyl chloride. They are ana-

lyzed as electronically allowed transitions (with the .7-S system!
spin forbidden) between planar, trans, states of the mol. Upper!
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‘'state frequencies »'~vs’ are, resp.: 1538, 953, 621, 296, and 180!
cm."! (S-S); 1537, 1003, 642, 312, and 186 cm.™} (7-S). Se-,
quence intervals of (+32) cm.™? (vs sequence) and (+65)cm. ™!
(» sequence) are prominent in both spectra, and the lower state|
fundamental frequeéncies agree with values obtained from the ir|
and Raman spectra. Both transitions result from the same 7|
— x* electron promotion in ‘the mol., the transitions being!
A4, — X4, for the S-S and @A, — X4, for the T-S systems, |
resp. : g : RCKP J




LHOHHOTO paccesHHs oKcaanabpomuaa. Kidd..K..G.,
King G. W, The infrared and Raman spectra of oxalyl

lw&) br‘br‘ﬁid)é“.‘“ﬁt"Molec. Spectrosc.», 1968, 28, \e 3, 411—4i4
3 (aura. . 4

12 b2/0. HuppakpacHblie CNEKTPbl H CNEKTPbI Komﬁuna-‘lg6g

——

3anncanst MK-cnexrp (4000—40 cu~') okcamuaGpomuna;
(QOBr), B ras. u xuak.. cocrosuui 1 KP-cnektp Xuak.!
g=Ba. [IpuBenensl xanubie NO MOJOXEHHIO, HHTCHCHBHOCTH H )
-CTeneHu Jenoaspusauni -(ans KP-onexTpoB) Bcex mosoc i !
= _Jal0 HX OTHeceHHe. AHa/li3 CMEKTPOB NpOBEeH B Mpeano- |
, JIOXKCHHH MJIOCKOM TPAHC-CTPYKTYPbl MOJICKYJBI (CHMMETpIIst
C2n). Hopmanbubie xoneGaliisi OTHECEHB! CJEAYIOWIHM 06-:
CMw«.fOb pazos: vy (ag) 1763 (KP), ve (ag) 1010 (KP), vs (ag)
e 583 (KP), v4 (ag) 374 (KP), vs (ag) 183 (KP), ve (au) |
, 1352 (MK), vz (au.) 204 (MK), vs (bg) 125 (KP), ve (bu)
T~ | 1810 (HK), vio (bu) 658 (MK), vy (bu) 394 (MK), vz |
(by) 164 (MK), cu—! (B cayvae HK-cnektpos npusenen- |
HbIC YaCTOTHI COOTBETCTBYIOT CNCKTPY KHAK. B-Ba). Hei _
; .o0napyeno NpHCYTCTBHs (uc-GOpMbl BeLleCTBa. {
= ;' =2 ’ 10: B. Kucenn | - -




/ — analyzer to measure p, the depolarization ratio of a line.

_15522r Infrared and Raman spectra of oxalyl bromide.:
—Kidd, K. G.; King, G. W. (McMaster Univ., Hamilton, Ont.).’
J Mol Specirosc. 1968, 28(3), 411-14 (Eng). The Raman
—spectrum of lig. (COBr), was excited by a He-Ne laser and,

-;measured on a Spex double monochromator,. with a rot%tﬁble )

eir’

‘spectrum from 4000 to 40 cm."* wasdetd. The Raman spectrum ;

-~ shows 6 major bands which are polarized. Although the strong{h
‘band at 1763 ecm.? has a fairly high depolarization ratio, it isr—

—_assigned to the carbonyl stretching mode. ~The assignment of;
the other bands is discussed as well as the interpretation of thel‘-

__ir spectrum. The Raman spectrum was detd. at different|
.temps., and the fact that it remains unchanged (apart from the——

—_—
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.difference band at 410 cm.~?) upon cooling the liq. provides-the‘i :
best evidence.against measurable quantities of a metastable cis
form of (COBr), being present. The cis species would give 10‘
addnl. Raman-active fundamentals; the 6 stronger bands:
actually observed can be satisfactorily accounted for by the!
itrans form only. The carbonyl band, in particular, is a single;
. sharp peak at all temps.; there is no evidence of a sep. peak forl

‘the analogous mode of a cis mol. Raylene Adams Coad |
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wam ;.gsssgjg'rhe electronic and vibrational spectra of oxalyl—

Iy IRY Shimada, Hiroko; Shimada, Ryoichi; Kanda, Yoshiya'|
QA&P@_ —__(Kyushu™Univs, Fukuoka; —Japan). Bull.Cheni. S0¢. Jap.i—

1968, 41(6), 1289-95 (Eng). "The ir and Raman spectra of|!
____oxalyl bromide were observed. The spectral features suggesti,__
that this mol. is planar and trans at.room temp. An assign-
) ment is given for all the fundamental vibrational frequencies.i

""The uv absorption spectrum of oxalyl bromide was studied in

C'A_EZ o 0- cyclohexane and in the vapor. - The spectrum consists of 4

w,‘_f‘_" ——absorption systems. These were ascribed to a 3Au(n,x*) «

- Mga 14,(n,7*) — 14,, the 2nd 1A u(n,7*) «— 14, and a 'Buy(r,-

x*) « 14, transitions, resp. Vibrational analyses were made

‘for the 344(n,7*) « 14, and the 1st *Ay(n,7*) < 14, systems.
——18 references. : RCQC
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10 J474. - KoneGarenbuniit anaans . HK-cnektpos™ i,
CMEeKTPOB KOMOMHAUHOHHOTO paccesiHHsi OKCanHaGpomMuma B!
KPHCTAJITHYECKOM M XKHJAKOM cocTtosHusax. Durig J. R,!
Hannum S. E, Baglin F. G. Vibrational "analysis
ol th¢ Tnirared "and "Raman spéctra. of oxalyl bromide in:
the crystalline and. fluid states. «J. Chem. Phys.», 1971, 54,
Ne 6, 2367—2374 (aur..)

HccnenoBanbl KoaeGaTenbHble CMEKTPH OKcanuaGpomiaa’
B oGagetn 4000—33 cx~!. UK-cnekrpul nSAyICHLT anst 06-
pasuon B TBCPAOM, JKHIAKOM H ra3006pa3ioM COCTOSTHHSX,
CNEKTPHl KOMO. pac. ANst KPHCTAMIHUECKHX H JKHAKHX OG-
pasuos, Ge—Ne-nasep cayxui HCTOYHHKOM BO30YKICHHS
«crnekTpoB KoMO. pac. suakocrteii. MaMepenwl dakrtopur ae-
monsipusaunn. KoneGartenbuble cneKTpul KpHCTaammy, 06-
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pa3OB MHTEPNPETHPOBAHbl B MPEANIONOKEHI  TiNa ciat-1
Merpuir Moaekyas Can NPOCTPANCTBEHHO-TPYNNOBOIT  CHIM-
metpiit ConS.- [ToKasuo, 4TO B IKIAKOCTH I rase Cyuecr-
BYIOT MOJEKYJB €  CHMMeTpHejl Cop uc Cop T €
TIpHCYTCTBYIOT 006a THNA H30MEpOB. OnpenesieHa  pasHOCTb
X SHTasbmiit. Bhluicen noTeHu. Gapbep BpallenHs OKOJO
cpsasuy C=C. o 1. C.
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24 B113.  Koudopmaumonnsiii ananns, 1L Mounekyasip-
nas CTPYKTypa, €OCTaB, pasHuua sueprHii 1 anTponuit pas |
Tpaiic- M TOW-(OPM, 3 TaKKe NMOTCHUIAT 3ATOPMOKEHNOTO |
puyTpeHIero Bpaulenns . ra3ooGpasnoro okcannaGpomuaa
no sacktponorpaduuecknm aannpiv. Hagen Kolbjor n,i

Hedberg Kenneth Conformational’ "analysis. IL!

- The molecular structure, composition, and transgauche,
energy and cntropy -differences and potential ‘nindering

cnal rotation of ‘ e as_deermi’
- 1 rotation of. gaseous: oxalyl bromide as de "
} ggr‘;; electron diffraction. “«J. Amer. Chem. Soc.», '19?73":

5 Ne 15, 4796—4800 (awra) . , ‘
QU.hXeJ:‘O\Illo.\,L ra3osoil snextponorpadii u3yuenst n&pbl;
MAQD.Q.M&L.(—D- TipH - T-pax comIa 6, 80 m 2Ll ,19’?;\‘
i qas OKCAMNIXJIOPIAZ (coobm. I o PoKXawy, (; &)
145104y napul €OCTOAT 3. cMecH TpaHc- i nl'Oﬂ}-ﬂ@Nb 'ghuno
op. boapliiasg yCTOHUNBOCTL rowi-popMbl 10 cpaniien ot
¢ wc-(popoft _ofpAciaeTes € NOMOLLLIO npPGACTABACHHA.
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ABoftioft OBA3N B BlJe ABYX @I30THYTBIX» * OPANAPHLIX.!
% t

_TMapaMerpbl ©MOJEKYJILE I nmpu T-pe 6° paBlikL: .rc-oi

1177(3), re-c 1,516 (8), re-pr 1,925 (4) A, CCO 1246
(5),.CCBr 111,6 (5)° ®rouw 1141 (19,9)% lc-0 00337 (53),.

“ lg—c 0,0450 ((npunsaTO), lc—pr 0,0480 -(69).A u o (amnam-|

: - Tyna yraoBoro KoacGanus tpanc-popmbr) - 30,7. (7,6)° I/Isi
. MOMSpUBIX JO:Ieil Tpanc-Koupopmepa mpir T-pax 6, 80 u"

211° (0,480; 0,423 u 0,359, COOTB.) BBIYHNCIEHD! pasuuubt -

* oGuyiX GHEpriil 1 IHTPOIMIil s 2 dopm (0,63 KKaI/MOTb,

1 1,1 3. ¢.). Tlo sxcmepiM. napamMerpa onpeyiedeinl - Kodb.
qoTeHmaabioil (yylKui - Bpauenis 2V=V,(1—cos®) +
+V2(1—c052<D)+V3(l~cos3(D) ©V,=0,62£0,27, Vo=|
=0,20+0/19 1 Va=0,4324-0,21, @ TaxiKe BLICOTLI 6apbepos, |

- pagjeJsiouyix  Tpamc- I « rom-xotdopmepst .. (0,781

+0,43 xKajafmonp) i  ABa rour-iondopnepa. (0,484 |
40,31 xkaa/yoab). Buiuicaeniias ropsHontas yacToTa Jnd |
Tpanc-popMur (35 om~1) Xopouwo -corsacyeres ¢ IKOnepit- |

_enTaabuoit (40 exn~h). ., H. Trwenko !

.
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G., Pouzard G., Westwood N.P C The
photoelectron spectra of the oxalyl hali—
des (COX)Z, /X =_F, Cl and’ Br/. "J. :
Electron Spectrosc. and Relat, Phenom."

1977, 10, N 3, 273-292
27T o ﬁ,/// 92 (aurn ) .

\g32 83880 .9 0865 s nmg- BWHHTM




401l GG e [y s o T
Shimada 4., Sumacta €~

Nem. Fae, koo’ f rnshe gy 97, C77
~Z 7L /4/—46«% It 7

Noziace 600t e oy gee
CUlocde gpof S2omcte. |

Prlbcees., 1959, 8 & L5 A (&



COBL COBA | 1950

£ 95: 15466s Study of the vibrational structure of the UV
spectrum of oxalyl bromide vapors (4400 A region). Godunov,:
1. A; Igolkina, N. A; Tyulin, V. I (Khim. Fak., Mosk. Gos.
Univ., Moscow, USSR). Deposited Doc. 1980, VINITI 1983-80,
12 pp. (Russ). Avail. VINITI. The vibrational structure of the
UV absorption spectruin of oxalyl broraide vapors was studied ia
the region of the singlet-triplet transitions at ~4400 A. The
wave no. of the obsd. bands and the fundamental frequencies of
the oxalyl bromide isomers in the ground and excited states are

/y%ﬂé W tabulated. . par e e e

O
C A 198 & N



COB CO B 1980

oh: 15465r Study of the vibrational structure f
spoctrum of oxalyl bromido vapory (3350 A rc-ziztn)(.) Ct(:(‘x‘:m(.’»y ;
I. A; Igolkina, N. A Tyulin, V. L (Khim. Fak., Mosk. Gos.
Univ., Moscow, USSR). Deposited Doc. 1980, VINITI 1952-80,

14 pp. (Russ). Avail. VINITL The vibrational structure of the
A UV absorption spectrum of oxalyl bromide vapors was studied at

3510-4250 A.  The wave nos. and the fundamental frequencics
g . C/L@/C/? for the isomers of oxalyl bromide are given. - ,

®
C A 198, 95 N
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Deviolovies &, Lonnier 41,
Kowedism. ot al,
nomery. & Lol Sthuet. 1989, 19F ,
@-ut, 13~ ZNS ”’
po ’i”/f;f " A Tzamjf&méf& beneral
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