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The &smm of the &mmy Ritroparasfines

A8 1s well known, the primary and seoondery
nitroparsffines, through & tautomeris resrvangement of &
hydrogen Atom, Ave oapable éx wmm & strusture which
mw in chavaster. As & mm.m these substances ine

The sodium and potessium ssits, or, most
411y, the silver 6alts of thess nitreparaffines, will
9t with the soyl chlsrides 1o produes estave. It was,
over, shown by L. ¥, Jones® thad in the case of the

¥ nitroparaffines, these esters suffeved & reapre
nt dus %0 internal oxidation snd reduction as folows

4“ .‘ ,Qa
ReC=Re0=48 ———3 R-C®NKa-0-As

eatar. Not only was some of this materisl iso

1l
Amer, Cham. Jr. 20, 1.
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$160 & musber of sesondary produsts resulting frem its
ther intersstion ]:m & portion of Whe ertgionl mhn

1% might aleo be m«, that um m\

Posrrangement spperently takes »mt more Mzr with
m wm; MWW and ﬁaﬂﬁ M.W mmmm W
#ame result with o few of the free-iso-nitreparafines.
s by boiling phenyl nitro methans (180 form) with cone

$ratod sulpimrie acid, the resulting mixture gave &
j coloration with ferric chloride indiesting benshydrox-
™ e sold, In the osse of penitro-phenyl nitre nethens,

‘ wdroxsmio seid was ieolated.

| armalee, 1t becomes evident
that such an. internel resrrangenent to produce & wm-
| mu derivetive is wlw possible with & primsry nitros
perasfing, A mesondsry oompound, s expressed by the

having no hydrogen nm stteched to the H oarbon atom
14 not be capsble of resrrengement snd, thevefors,

should yield the mcyl esters without mmmm )

m following experiments sn sttempt hes been mede to

'y the nature of the substituent redicals as widely

B y
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It wes found that ome example m |
} the above view. zmmy prepeved both the m&ys,
8 beasoy esters of nitro-csmphor, ' s omn be sone
‘widered » sscondsry nitroparaffine in mnma*
m » part @t w same ving,

- "
ﬁ o ¢ =9
B \w Swp ., B ~canTom

iMn,g | OHyaGe
g=o0 < @ﬁaﬁawe

MM | gwm

4 & of the freshly prepeved sedimm selt

£ secondery aitropropsne were suspendsd in sbuolute
Sther and 8 g. of bensoyl chloride sdded aloviy, kevping
4he mixture well ocoled, A desp blue color wes produced
sating the forw:tlen of & peendonitrel. After stands
ing for & couple Hours, tm ether solution was filtered
M the sodium ehleride and svaporated tn vasuo. am»
standing severel dsys, the mm in the dessieator lost

'*ammmmuwwn m»umaumu )
'ge smount of bemsoic acid orystals, In order to remove

89, 1t wes redissolved in other snd shaken with & dllute

aﬂm Chem, Bos. 73, 909,
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mma !m mmm m&&w ma mt ym Mm m»» l |
sful, but the results obtained by the trisl of twe
ferent mm ,mm of ‘mzmamt wmt w be mm

e shenyl nitro nethans 1s desortbed by
Xom ,,nmi‘; ¥io prepared 1t by direst nitrptien of dipbeny
ne. This method wes found to Prduse |
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"'aar, these we mamm. the former seemed less Mam
0f suscoss then the lstter. This will bs understeod from
 rosults of %&m m%&m in am similor eawn. Prom
,mnmm tno gonersl mmw may be Mw*
(1) m h&m the wmwm wm‘b M ‘the Ww
carbon radieal, the lower the yield of the nitreperaffine.
(8) The nitretion of » secondary oarbon SLem gives
mallor yield than the nitreiion of & primery oerbon

The sompound in question possess both of
ntages. Furthermore, monophenyl nitre methe
m«n was prepered sooording to this method of Rl
oy Mml fallures by GMQ, gsve only a B0% yield,
 he diphenyl derivetive was Snvestigsted 4s
follows: B g» dlphenyl brom methens were dissolved in
80 ¢.¢. of absolute cther and 5 g. of dry powdered silver
MMWQM; Wuanawmrwﬂwm
th & reflux condenser. Oonsidersble evolution of brown
umes whs observed. e silver bromide was then f1lteved
lmmmw wh&t&mmmmmm* A solid
ey , g ghing T g+ wi8 obtained.
:m aolor wes m 40 & smell smount of o4l whioh was
ainont oompletely alininatad by pressing on & porous
te. The remainder vas removed by washing vith & smsil
mount Of ether, Thswhite residus wes then reerystellised.

”mwn 4 Trav, 4 Cnim. 13, 403,
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from bot slochol. Pine orystals were obteined whieh

m&m ot m mﬁ. 1%1%6 an Mﬁwx othor,
;m ﬂ.um ot mss&m mm& wes w& 8+ W mmmw
V‘m;ammm of & W plate & cuell eount of

yollow o1l was obtained whish wes shown %0 eontain mw\
o9n 4nd was probably the nites derivetsve. |

&m&nﬁ%ﬂﬂmmﬂ,%&mt&uum ,
qmﬂm of mmxm a8 sbove, but with dry bensol) m
mmm in m« of ether. In this case only 1.8 g.
of benshydrol ether was cbteined and & g of sn impure
‘mm of) conteining nitrogen. This ves mamw the
a@m Mwﬁ.&w for 1t soted with sodium hydrexs ¢
lum ethylate to give ummu of & salt from mm the
y adds aition of aoid.
The formation of &mﬁm& other is very
www explained on the basis of m mwj.m diseocia-
gm theory of Nef, T™he diphenyl brom mmm i t&:m .
‘“mmm a8 followst

. ‘«":n’,,

m hydrobrents mm whish 18 liberated then interects
¥ith the siiver nitrite, producing nitrous ssid nden
w:mm wator m mmm umm
e v mgny —> BAgir ¢ B0 + Bgo
Tids ‘scoounts for the brown fumes ovolved. The weter
o hm; m combines with the mwm Mwuzw
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n 18 4 be noted that, sinse the dissse

molecules of diphenyl brem methane 18 necesssyy for

" :l production of essh one molecule of water, the fommae
*’fmm of the ether snd not of mhm: Lteolf 18 exe
pisined. Thess results agree with the work of Nef' on

the m ‘sompound, He found thet aiphenyl brom m:
n standing with 0old water, gave benshydrel and hydro-
vomis aold, while with boiling water snd & 13ttle slkell

m ether was formed, Benshydrol is also converted into
m ether by MW to 1ts bolling point (208°) for

time. This e unique in that it ie the only mp&a
Mﬂ% conversion of an sloohol to &n ether by hesting

~ In teking up the second possible method
#: ‘preparing diphenyl nitro methane, 1.0., by phenylation
8f phenyl brom nitre methane, it was found that no mention

| ~ The phenyl nitro methans was converted into
dodiunm salt by means of sodium ethylete, 30 gs of

this salt, dried and finely powdered, were sdded gr ety

Vann. 4. Chem. 208, 837,
Sger. 29, 1894,
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;,;ﬁ“mmmwm mmmmam of oarbon
‘Bieulphide. e solution wes kept ool with los during
m wmzmt _After all the sslt hed been added the
m wes shaken wigorously for ten minutes, Water
‘wes then sdded to dissolve the sodium bramide snd s stresnm
fi#r MW dioxide was pussed into the mizture untdl the
818 *& oxgess of bramine hed Mm redused and the m&m&m
‘ ﬂﬂlﬁﬁ”#m
The esrbon bisulphide layer wes the sepsrated,
dried over oslofum chloride snd the solvent removed by
*mmmsm A derk yellowish red ofl remeined. The
; poduced xsm%mn wﬁ M‘ mm i 4
pended in the ofly distillates M wive rearvet 7
1tering with & suotion pump efter scoling the mixture
in an ice bath., The sryutals, smmounting to 4. g. vere
fdentified as banmois sedd, |

The oil was redistilled, deiling sonktantly
8% 124.5° under & pressure of 11.5 ma. 18g. of phenyl -
brom nitro methene weve cbtained. It 1s & hesvy ofl of

For anslysis, it wes converted into its
sodiwn salt by trestment with the caleulsted
jodtum dissolved in sbsolute sloehol. %The st 18 pre-
1tated in & white orystalline form, It is collested
o8 8 filter m mm w&*&h sloohol and ether. It tends
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t«a W; no m&. mtmlu of wﬂtm M@m MN‘
mma ® mww #ﬁ‘ sarbon am & dark yoliow un* hiave
r w waa:mm mwaitm sa |

}‘;& mm qm&iw of the salt wes preparsd and by Wm
king & sample for snalysis wes obtained ﬁzw i

ad turned slightly yellow before 1t could be mma

mm» oxploded before a oheok could be g,

' Amalysis 3686 g. of sslt gave .1080g. HegSO,

~ Caloulsted for @?ﬁgm%m - ¥e 0,66% Pound 0.51%

An wﬁmw feature of the fres nitre
*‘*“mtm 18 st 14 contalns en umm# esrbon mm.s

;;mmzm of this substence by the Prisdel and
mﬂm hes not W& been tried:
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M a&mi um m then Ww s.m m ﬁﬁﬂ# mx& w

mwﬁﬁtm with silvep nitrate in water mmm;
he silver salt was uaed in order to oblain & more repid
and offestive vesatien with bensoyl ohlorids,
& &+ of the w&:twr mw were mma :.n
38 610, of other ;mmw and 3.8 g. bensoy
ig v zmm, which ecours ot the beginni Rdi
oling in an e bath. At the and of about two weeks
tanding with occasional stirring, the odor of tus bensoyd
hloride hsd diesppesved, During this @m the wnmm
£ the flask were proteated from moisture by » amm

M standing & short while it Wm w0 Wu glwm
off & gua, The 0134 was tranaferred to & dlepdlling flask
m m m* undey 80 m.ms Pressure, the vapors being
d through & U tube lmmersed in & freesing mixture.

W& %,ﬁ 3004
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thing amn v santeused in the tube.

m mm mmms Rl me with
_anhydrous bensene w m solvent. m amm wm&&m
lf{azs‘m mml of the eliver m:i.wmy g pimms &sfa' \n;

‘ 2 j_:;rm:x end distilied in & stresm of carbon
Mtwmmwmmuwmlm&
gmmw mmmmtm» mtm other m Gﬁgz over
tae hydroxide Mhﬁm m L ﬁ‘!&mw; After ‘&m

asene had m dtstilied off, the o1l begen to deoem~
e sbout 117° with slow evolution of gas, and continued
142 around 850°, when bensole #cid begen to alstil, As
3 ve seen later, the ges cbteined 6ould only be nitro-
or u&wma mm.. g wes, m«tm; th to
an sxploston Pippetie and mixed with an equal volume of
,m« There was no tt’iwt m on the passage of
waﬂz, 8o it wae emawa to e Mmm Lons
palf the aamum mﬁw M a&wam was cbtained,
Trom the residus in the distilling flssk, bensoto seid
%88 firet extrscted vith ligroin. Ten, by means of
sther, & mall quentity of o1l was obtelned which had

'# phmnmt«, werimg m», bat m» not wt M
identified, It was probably & bemsole sster, es the
atar Fessubled, but wes not 1dentical with, methyl ben-

m fﬁlmm mmm:& are m'ma a8 8
tentative explenation of the sbove results until more
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| (a) o quantitative sepsreticn Of silver shloride
'm that mw i.u the first mdwt formed,

L 8 o 0

__ﬂ -0 + B0= N 2 ong ——aeﬂaua umamg*mﬂ

(b)) %‘ mww&m of mm asid m m &n

"m:f one smm am mw mm m m umm hﬁt m
.sfs.mm K stom mmm m m:mu vm* If we mmﬂ N
n '_fmam of bensole soid, there mm ORgOs from m&uh
$o must again subtrest oarbon dloxide leaving either Bg0 or
¥g and 0. Two other facts must bo considered. Only half
m mamm present sre mmuw in this mqr axxm -
’ ‘- ia not the mw& mmt. mnmh ;

‘ xygon was not obtained M. mt mm com=

7\
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Mﬂ substance m M mmm may mmu uh m
ﬁl‘ﬂw%&mﬁt MM&WM& wmmmw
t&m& “amm :"w m T3 % 4 w&qu
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