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In the pre\-ious paperr, the reaction of a variety of aluminum aikyls with transition 
metal halides was described. Exldence xas presented that radicals are produced in 
these reactions and that the gaseous h>-drocarbons result, at least in part, from radical 

interactions with aluminum-bound alkvl groups. \\?th the three unsaturated aluminum 

compounds esamined Ix-but?-n_\-ldieth_vlaluminum (I), I-buten~ldieth+hnninum 

(II), and (_t-methyl-I-pentenyl)c&obut~IaIuminum (III)!, the gaseous hydrocarbons 

were derived primaril\- from the alk\-1 groups. In diethyl ether, the cobalt chloride 
oxidation of aluminum compounds bearing only- simple a&>-l groups prodcced no 
new- liquid productsr. Iiowever , gas chromatographic esamination of the liquid phase 

from the oxidation oi compounds (I), (IQ, and (III) under similar conditions showed 

(C2Hi)2X1C=CC,H, (CzH,),~XH=CHC,H, (iso-C,H,)&lCH=CHCH&H(CH& 

(1, iw (III) 

new componenrs. These reactions ha\-c been repeated on larger scales, and this paper 

de.xribes the products. 

RESULTS 

The aluminum compounds were prepared as described by 1Yilke and 1\Iiiller”-, and the 

osidarions were carried out a~ dexribed in the first papeP. .?ifter cessation of gas 
evolution the unreacted aluminum alk!-! U-~S destro>-ed wi:h water, and the liquid 
products were isolated by distillation of the organic phase. 

\Vith z-but~ny-ldieth~laluminum, the butyny! groups were completely converted 

into other products b\- the cobalt chloride. The gas produced during the reaction 
contained no I-butb-ne, and hydrolysis furnished gas containing qg “/& ethane. Distilla- 

tion afforded benzene as the sole volatile product, which was identified by its infrared 
spectrum and analysis, and by gas chromatography. Xo pure components could be 
&oiamd from the non-volatile residue, which amounted to about one half of the 

organic product- 

* To whom enquiries should be addressed: Department of Chemistry. Northeastern University, 
EZoston 15. Masachusetts. 
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The oxidation of r-buten>-ldiethylaluminum produced gaseous hydrocarbons, 
about one quarter of which were derived from the buten_vI groups. The compIete 
reaction of these groups was indicated by the hydrolysis, which gave essentially pure 
ethane. The liquid products were a M. ZOII xrkture of fruns-+-octene and fnms-3- 

octene (q “& >-ieId), and an unidentifkd higher boiling fraction consisting of se\.eraI 
components_ For comparison, the oxidation of x-butenylmagnesium bromide with 
esc~ cobalt F&Ioride in tetrah~drofuran was examined. This reaction produced a 
large amount of non-volatile, polyneric material, two unidentified higher boiling 
fractions containing several compounds, and trans-;l-octene in 4 :; J-ield. 

The osidation of (q-meth>-I-I-penten_\-1)diisobut~IaIuminum was more complex 
than those of compounds (I) and (II). The reaction and subsequent h_vdrolysis gave 
only C, hydrocarbons_ Three pure compounds, u-hose detailed structures remain to be 
elrrcidated, were isolated by several distillations. On the basis of boiling points, 
analyw. molecular weights, and hylrogenation data the>- are tentatively identified 
as follows: (A) and (B). isomeric C&& hydrocarbon s, and (C) a C,,H,, hydrocarbon. 
While carbon and hydrogen ana.@es are not particularly sensitix-e criteria for the 
molecular formulas of hydrocarbons, and the molecular weights as determined by 
“Osmometer” were lower than the calculated values, the hydrogenation results are 
incomktent with alternative formulations based on the available hydrocarbon 
fragments_ The infrared spectra of compounds (_A) and (C) are almost identical, and 
show strong fracs -CH=CH- bands at 10.36 p and 10.~’ 33 p respectix-ei>r_ In compound 
(B). this band is repiaced b- two others at 10.13 p (strongj and IO&O p (medium) 

reS_~tf\-eiV which may be ascribed to the presence of the conjugated tram diene 
structure*_ Compounds (_A) and (B) have identical carbon skeletons, since hvdrogena- 
tion produced the same alkane from each. 

DISCCSSIOS 

The o_xkIative cIeavage of the unsaturated alk~-I~ is seen to follow a more complex 
pattern *&an that of the saturated compoun&. In each c-e the unsaturated group 
reacted preferentiaII~- and compktely, yieiding I;izabIe quantitic, of polymeric 
materi& as well as the products described. The stteminglv divergent results may, 
however. be sat&facto&y rationalized in terms of the initik formation of radicals’, 
which react further with aluminum-bound a&-l or alken- groups, or with soh-ent. 

The production of benzene from compound (I) proceeds via r-butyne (equation I, 
al = r,‘3 _-I)_ The fact that this h>-drocarbon was compIeteIy absent in the gas 

ZX=CC,Hj 
Gu,+ aICI f C,H,C=C* - CZHsC=CH (11 

ex-olr-ed during the reaction, su gge&ed that it n-as consumed in a subsequent step. 
To test this idea, r-butyne xas pti_ q-4 into a retiusing solution of triethylahrminum 
containing hxpended cobalt chloride. Benzene was produced and, although there 
vms no change in the appearance of the metal halide, the solution became brown 

* Conjngaticn is re~rtcd to s5ft the tmxs-ethylenic absorption to higher frequencie$, and 
this a&pment correktes -xeLI with xhe bands at IO-IO-ro.rg p and ~o._+~-zo.6S u obsen-& +ih a 
number oi cii-trUl;s and ira~s-bans coniuqated dienesl. 
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and subsequent hydrolysis showed that 59 ” & of the aluminum-bound ethyl groups had 
been consumed during the reaction_ Since aluminum alI+ do nor react with acety- 
lenic hydrogen”, the all+-ne as such must be invoked in benzene formation. 

The cylization of substituted alkl-nes can be achieved by a variety of catalysts_ 
\Yithout exception the products are benzene deri\-atives, although the present work 
suggests that benzene might be an unsuspected and hitherto undetected side product 
in these reactions. Ziegler-Q-pe catalytic systems based cn aluminum all+titanium 
halide combinations produce polqmerss or substituted benzene9, depending on the 
conditions_ The reaction of alkynes with metal carbonyls furnishes acetylenic com- 
pleses and benzene derivativesi. The cyAizations described by Zeiss and coworkers, 
which are brought about b- transition metal aryls and all+9 appear to be particularly 
pertinent to the aluminum alkyl-cobalt chloride system. Bisarenemetal ,z-complexes 
as well as aromatic h>-drocarbons are the products, and organocobalt compounds are 
unique in that they are capable of actin g in a catalq-tic manner@_ \Vith the possible 
exception of the cobalt compounds, the .x-complexes as such appear not to be inter- 
mediates in the formation of the cyclic trimerssb- The formation of a bridged bis- 
benzenechromium comples from the reaction of chromic chloride with triethyl- 
aluminum and stilbene has also recently been reporteds. 

The osidation of aluminum all+ has been proposed1 to involve intermediates 
such as (IV). It is suggested that the univalent cobalt ion in this intermediate co- 
ordinates with I-butyne molecules to furnish a _x-arenecobalt(1) surface comples of 
t>-pe (V)_ Analogowl_\- to the system described b?- Tsutsui and ZeisP. intermediate 

2% 

R 

(A-) may catalytically trimerize more but>-ne or furnish bisarenecobalt(1) in solution. 
Dil-ersion of intermediate (IY) to intermediate (I-) would explain the complete sup- 
pression of the formation of black metallic cobalt which occurs in the oxidation of 
triethylaluminum by cobalt chloride in the absence of alll>-ner. According to this 
reaction sequence, the benzene arises from triethylbenzenes by dealk>-lation. Such 
reactions are brought about by Friedel-Crafts catal?-stsrO and, under relativel\- mild 
conditions, are reported to be equilibrium processes”. The absence of ethylbenzene. 
dieth-lbenzenes, and higher alkylated benzenes in the oxidation of compound (I) 
clearly precludes an equilibrium in this system. EL-idently the conditions are sufh- 
ciently drastic that the alL~laluminum halides, which are the most probable dis- 
proportionation agents, ultimately convert all alkylbenzenes into intractable 
polymers’_ 

l Temperature and contact time appear to be important x-ariabies in dealh>-lation. Thus in the 
presence of hydrogen fluoride-boron trifluoride catalyst iert-butylbenzene disproportionates 
smoothly in IO min at oc. while in the same time at q5= mainly benzene and much higher boiling 
material is producedl~“. Even benzene is largely converted to tar when in contact with hydrogen 
bromide-aluminum bromide catalyst at z=j” for S dayss*C. 



Dimeritztion or addition to I-bu+-ne represent alternati\-e modes of reaction for 

but_vnyi rx?i& generated according to equation I_ The o_xidati\-e coupling of akynes 
to diynes by cupric s&s has been formuiated to proceed in this manner=_ If such 
processs occx in the oxidative degradation of compound (I), the coupled products 

must 7x converted into high moIecuIar weight material. 

A raonable e.\planation can now be offered for the trimerization of aib-ynes by 
aluminum al&l-titanium tetrachloride systems. Chemisorption of all+-e on the 
catalyst has been suggested zs the first step bC_ A logical extension of this idea leads to 
an rr-ar-enetitanium surface comples. and relates the Zeiss and Ziegler cata&st 

systems’. Jkximum yields of trimers are obtained when the aluminum to titanium 

ratio in the cata&t is about 3 (ref. 6d). which corresponds to an average valence 
state of z for the titani-xm 13_ It can be reasoned. therefore, that the cyclization pro- 
ceed5 via an arenetitanium complex wliich incorporates di\-alent titariium**_ 

Several possibilitie ma- be considered for the formation of octenes in the osida- 
tion of compound (II). Th ermal reaction between two molecules of this aIuminum 

compound followed by osidative scission of ahxminum-carbon bonds may be ruled 
out since branched C, hydrocarbonswouldresult’**_ _?m q- ilarly. agrowth reaction which 
terminates at the dimer stage and involves the _AlCH=CHR group and r-butene 

(from hl-dro.gen abtiraction ix- butenvl radicals) would be expected to give a branched 

al&w &ce such additions ncxmal1~: follow- Jiarkownikov’s rule”. -4 sequence which 
accounts for the rei;&s, and which wonId take place on the surface of the cobalt 

chloride as propcw-d t-arlierx, i.; shown in equations (sj, (3). and (4) (SH is sol\-ent). 

This mechani=m implies that the surface i.-; ~ufIicientI~- populated with aIuminum 

icii.=CIfC,tf, 
-- hi.qher po1ymrr.i 

alken>-I mokx&~ to allow reactions to occm betwzen radicals from one mokcuk and 
.?Jki-n!-I groups no: axached to the same aluminum atom. The formation of radicals 
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such as (YI) may be enhanced b>- association with cobalt as shown in (VII). -4 buta- 

diznylcobalt carbonyi compound of similar structure has been reported”O. The relative 

(1-11 j 

inertness of the solvent (ether), and the excess of ethylene over ethane in the gas 

evolved during the osidation strongly support the contention that AlC,H, groups 
serve as hydrogen donors_ 

The dimerization of alkenyl radicals is not extensive in the gas phase=, but may 
participate in the reaction of germanium tetrachloride with \-inylmagnesium bromide=. 
In an>- case, the 3,3-octadiene which would result if this reaction occurs in the osida- 

tion of compound (II) is not a likely precursor of the octenes. 
The oxidation of x-butenylmagnesium bromide e\-idently follows a similar 

course’ _ The lower yield of octene ma?; be ascribed to the absence of metal-bound alky1 

groups, which forces hydrogen abstraction to occur primarily from the solvent. 

_A more complicated reaction path emxgcs from the results of the oxidation of 

compound (III). So ~,9-dimcth~-ldecene~;, corresponding to the octenes from com- 

pound (II), were identified, although small amounts of these compounds may ha\-e 

been present in earl- disti!Iation fractions. In the absence of further structural data, 

the formation of C,, and C,, h>-drocarbons can onI!- be rationalized in terms of the 

ax-ailabk buiIding b!ock It is immediatcl~- apparent that additional isobutyl groups 
are incorporated in these product_;_ The addition of an isobutyl radical to the alkenyl 

group (CL equation 3) fo?lowcd b\- 10~s of hvdro+ ~=n would gi-.-e structure (VIII). 

The ~~0~38 compounds can arise from osidative xGsion of (‘L-111) and dimerization 

a:$HCH=CHCH(CH,), 

~H,CH(CH,), 

(\-III) 

of the resulting radicals. The addition of another isobutyl radical to (VIII) with sub- 

sequent 10s~ of hydrogm, oxidation, and dimerization would furnish a C,,HS, com- 

pound. 

..A11 reactions were carried out with the rigorous esclusion of air’. The boiling points 

are uncorrected_ The carbon and hydrogen anal_vses and molecular weight determina- 

l Fo-Sun \-an et a:.== and Kropachev et ill.= have investigated the reactions of ethylmagnesium 
bromide and ethvilithium with titanium rind cobalt halides Based on the absence of drztstic 
changes in the y&Id and composition of the gases evolved in the presence of styrene. rr-methyl- 
styrene. and r-hcptene. these authors concluded that radicals do not participate. If. holvever. as 
is proposed here and elsewhere’-‘* radical interactions occur primarily on the salt surface with 
metal-bound a!Byl groups, the gas should be relatively independent of small changes in sol\*ent 
compasition. 



tions xvere performed b>- the Schwarzkopf JficroanaIytical Laboratory, \Voo&ide 77, 

S.Y_ The aluminum analyst, quantitative hydrolyes, and gas chromatographic 
anaI>5es were carried out as described pre\iousl_c -r_ Infrared spectra were measured 
with a Baird Jlodel+~5 spectrometer. -Acti\-e aluminum compounds were esamined 

as liquid smears between sodium chloride pIats; lateral seepage led to the formation 
cf osidation products at the edge of the film, which acted as an effective seal against 

further osidation. 

O_ridahns zifk cA.?If cMorz& 

(a) x-Bubn$nsagx.csirclr: bron:i&. The Grignard reagent was prepared according 

to the generaI method of Sormant5. I-Bromo-r-butene (redktilied material from 

Columbia Organic Chemicals Co_. Columbia, S.C.j (133 g. x.00 mole) in 250 ml of 
tetrah~drofuran (purified ~ZY, dexribed by Fise+) U-S added dropwke to a ZXE- 

pension of &hi>- crushed magnesium turnings (24-3 g. x.00 mole) in aso ml of tetrx- 

h_vdrofuran_ The reaction xi-a initiated b!- a few drops of separate!!- prepared ethyl- 

matimesium bromide solution_ Refusing for an additional hour after addition left on!! 

a few piecs of unreacted metal. 

The filtered Grignard solution was added ~lo~\-I- to coba!t chloride (130 g, r-00 

mole) in 300 ml of reflusing tetrah>-drofuran. _\n esothermic reaction ensued with 
immediate darkening of the solid, but no gz~ ex-o!ution x\as observed. Heating was 

continued for 1-1 h. afrer which the cooIed misture was filtered and the solid was 

estracted with ether. Dktillation of the solvent from the combined liquids followed 
b- total distiktion of all I-oiatile material from the semi-solid residue under high 
vacuum at 120’ gave a pale yellow- liquid. Three fractions were obtained b?- re- 

di&Uation: (I) 2-77 g, b-p. IZ~= (-760 mm), (2) 3.0s g, b-p. 60: (7 mm), and (3) I.26 g. 
b-p. -;rS= (I mm). Fraction (I) had an infrared spectrum identical with that of authentic 

frajs-+octene (obtained from the Phillips Petroleum Co_. BartIe~viIIe. Okla.). This 

ident&!.- xxx confirmed b>- gas chromatotimphy kng a “Ucon” 323 column. X 91-S 

mg sampfe of fraction I in =j ml of ethyl acetate with 40.4 mg of 5 “A Pal!adium-on- 

charcoal absorbed 17-5 ml (S_T_P_) of hydrogen. and produced x-octane. (Found: 

C, S&r ; H, r-1-0; H, abs., c-95 moles~mole. &H,, calcd.: C, Sg.6; H, 14-4 'fi ; H, abs.. 
I.0 mok *mo!e.) 

&s chromcto,qph>- of fractions (zj and (3) showed several components in each. 

The hydrogen&on rtiwIts (14; rnl;‘g and 167 rnl!g at S.T.P. rqxtively) are indic- 
ative of misturs of compounds with difierent molecular weights_ 

(6) r-Brtf_vn~~~~f~_~~~~~~7~~~~~rlnJ_ The aluminum compound wa-i prepared from 
re&&Iled diethx-Ialuminum chloride (s+oS g. o._t=J3 mole) and x-butynyi~udium 

(36-7 g, o&z mole) in 3oo ml of hesanee. Filtration of the sodium chloride and dkti!- 

Iation of the red-cofored Iiquid afforded ZI_, 3 - = of r-but71-ldieth-IaluminrrTll. b-p_ 76’ 

(o.oi_ mm), 222: ~2, _I_:? tr (C=C). (Found: _A!. 19_6_ C,H,,Al calcd.: Al. 13.6 Sk.1 

_I solution of the aluminum all+-! (IT-04 g. 0.130 mole) in 35 ml of anhydrous 
ether* wan s!owI~~ added to a suspension of anhydrous cobaltous chloride’ (~5-9~ g. 

0.200 mole) in n65 1ml of reflusin, = ether. The solid became black immediate!>-. and 
altogether 0.0333 mole of ga (60 0; eth!-iene, 3S.j Y-, ethane, 0.5 “i CJ was evolved 
overnight- Ii>-droI>%s with 60 m! of water furnished gas containing at least 99 96 
~--- 

_ The nurifiation of so!vents and reagents is described in ref. I. 

J_ Or~anome:al.Cl?rnz.. 2 (1964) 251-259 



ethane. Dktillation of the dried organic layer gave 3.5 g of dark, solid residue and 
3-3 g (0.0.~~ mole) of benzene which, after redistillation had b-p. $3.5-S0” (760 mm) 
and ng 1_50q [reporteder b-p. S0.099” (760 mm), ng I.~OIIZ~. The infrared spectrum 
and the retention time on a diisooctyl isosebacate column were identical with those 
of an authentic sample. The usual purification techniques failed to produce identifiable 
material from the solid. 

The formation of benzene from x-butyne wx demonstrated as follo\\s. A suspen- 
sion of cobait cNoride (r-3 g. IO mmoles) in IO ml oZ ether was refhrsed while a stre,am 
of r-butyne was passed in_ Triethylaluminum (0.76 g, 6.7 mmoles) in IO ml of ether 
was added slowlv, and the gas stream was continued for several hours. The solution 
bec‘ame progrekively darker. but no change occurred in the appearance of the‘solid. 
Hydrolysk furnished S mmoles of gas, and gas chromato,mphic esamination of the 
organic liquid shoxed the presence of a sizable quantit>- of benzene_ 

fc) r-Bll!e~~~ln~~fil~lnlllnlirlzltlr. The reaction of trieth>-laluminum and acetylene 
frrrnished r-buten~idieth~laluminun~2. The pale yellow, I-iscous product, 2%:: 6.43 p 
(C=C), was decanted from a small quantitv of dark so!id prior to use. [Found: -11, 
20.0; gas. 3-x moIesjmole (C,:C a, 2-3: I). C,H,,M c&d.: ~11, 19-3 y;,; gas. 3.0 molesj 
mole (C=:C,, 2: I).: 

Cobalt chloride (as-97 g. 0.~00 mole) in 16 5 ml of ether was reflused, and a 
solution of I-buttnyldiethylaluminum (1S.62 g. 0.130 mole) in 35 ml of ether was 
added c~dually. G= evolution was slow, and ceased after IS h at reflus temperature. 
During this time the solid became dark and 0.074 mole of gas (60 0, ethylene, 13-3 y!A 
ethxre OS :; ?z-butane, 19 “& I-butene, and 5-5 “; 1 . z-butene) was produced_ The 
mixture was hvdrolvzed with 50 ml of water; the ga2; ev&-cd contained orA- ethane _ - 
and a trace of r-butenc. Diatiktion of the dried organic Iayer atiordvd three fractions, 
(I) 0.51 g. b-p. 1.1?7”(760 mm), (2) 1.50 g. b-p. 1~7-133” (;-Go mm). (3) 0:73 g, b-p. 60’ 
(7 mm), and a non-x-olntiie r&due of 0.54 g. Gas chromarographic analysis of frac- 
tions (I) and (2) showed two components in each. By comparkon with authentic 
specimens (obtained from the Phillips P~:trcknn Co., Gartlesx-ilk, Okla.), the?- were 
identified as fmxs-q-octenr and frazrs-3-octenc in the approsimatc ratio of 20: I. 

cl! (~-_~f~~JzlrJ-r-,i~,:tcl~_~l)~~~isoO‘~r_~ 7‘ I . 
__ 

9 ’ 5 :I ziz~zzm:. Tr~lso~?;~t~IaIu~~~~~~~~~ was treated 
with actit\-lent to >-i-eld the unsaturated aluminuin compound2 as a pale orange- 
colored sold. i.Z~~ 6.45 p (C=C), which was ased without further purification. 
(Found; A;; rr.i: C,,H,,_Xl calcd.: -11. 1~03 *TO.) 

(+Jlrth~l-r-pc-ntenyl)dii~obut~laluminum (67.74 g, 0.303 mole) in ICO ml of 
ether was sIowly added to a reflusing swpenkx-r of cobalt chloride (Gr.+> g, 0.4~3 
mole). Overnight o.o$s mole of gas, con&ting of i4~utane and iwbutene, was 
cvoI\-ed. HydroIv& with 50 mi of water produced onI\- isobutane. The organic Iaver 
from this run and from three other runs, correspond& to a total of 1.00 mole of 
aluminum compound, were combined, washed, dried, and dktilled. After rerno\-al of 
the tther (containing onlx- traces of other compounds), rhe volatile components of the 
residue were t&all\- distilled and collected aL c -7s’. At I-Z mm pressure and pot 
temperature from ;j-ZOOc, 4x-3 g of pale-yel!ow liquid was collected, and a dark 
residue of 13-r g remained_ Fractional distillation afforded four fraction<, (I) 2.Q g, 
b-p. 52-63” (4 mm). (2) 10.72 g. b-p. 32-36' (I mm), (3) S_s.+g, b-p. IOO-1x0’ (0.5 mm), 
(4) r-63 g, b-p- 1o9--130~ (0.1 mm), and another non-T.-oiatile residue of 15-5 g. Gas 

chromatography (“Ucon” 525 column) showed man?- components in fractions (I) and 
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($1, but only three in fractions (2) 2nd (3)_ The latter fractions were combined and 

redissed at low pressure to prevent further ixomposition pester and Faust 

Spinning Band Column, 43 cm x 0.6 cm, packed worth stair&x steel gauze). Sk 
frru2ions were collected (b-p_, pressure in mm): (1) as’, 0.1; (2) Zg_j”, 0.1; (3) Zg_$j’, 

0.x; (4) 3’. O-I; G_) 54”. 0.0s; (6) 56”. o_c& Of these fractions, (-3)). (3) and (6) con- 

tained only one component each. (A). (B). and (Cj respectiveI>-. identical with the 
three components of fractions (2) and (3) of the first distillation. Intermediate cuts 
consisted of varx-ig amounts of these materials. -411 three compounds gav-e positive 
unsatura~on t&s. Infrared spectra: (A) , -?~I ,__D, y-36. S_56.10_36 CL; (B). .?. y-q& 2.““’ - +- 

7_36.S.gS. IO.IZ, r0.6o p; (C) iz7.q. 7.36, S-53, ~0.35 ,u. 

As.~YSps OF (A), (B), ASD (C) 

!-a? C,,H,, 

(B.! C,H, 

(c) C&, 

S6 I (Si.;) 

9x3 (-c6_;! 

S6.3 ;saz) 

p Dc+xnninetf b>- “C?smometer”. b B;rsed on hydrogenstion data. 
- - 

Cataiytic hydrogenation in 5 mi of erhyi acetare at room tcmpcmture and 
atmospheric pressure gave these results (mg, sample, mg 5 “0 Palladium-on-chrtrcoal, 

mf I?>-drogen at5T.P.j: (_A). q~_o.. _+_o, ‘6-7; (Bj, x3-3, 3&r, 30.3; (C), qz.r. 35.1, 
21-S. Tht ‘hydrogmatlon prodircrs from frac,crions (zj and (3j were found to be identical 
‘DJ- p chromato,mph\-. 

Thk \vork was supported by- the _+ronautical Research Laboratov, \YrIght-Patterson 

33(616)-56x0. \\e are grateful to Professor 

CE_~E~ J_ ?&KsEi for hk interest, and for hii of this research. 

x-but_vn_vldieth~Muminum (_+-methyI-I- 

penten~i)diisobut~Iahrminu~m 

trimerization and subsequent dealk>-Iation. 

account 
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