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To all whom it may concermn:

Be it known that we, BENNO HOMOLKA
doctor of philosophy, a citizen of the Emp;re
of Austria-Hungary, residing at Ifrankfort-

on-the-Main, and AUGUST STOCK, doctor of

philosophy, a citizen of the Emplre of Ger-
many, residing at Hochst-on-the-Main, Ger-
many, have mvented certaln new a,nd use-
ful Improvements in the Manufacture of Or-
tho- and Para- Nitrobenzylidenanilinsulfonie

Acids and Their Homologues, of which the |

following is a description.

This mventwn relates to the production
of ortho- and para- nitrobenzylanilin and its
homologues.

We have found that the mtrobenzyl-amlm--

sulfonic acids, described in our American ap-
plication, dated December 15, 1897, Serial No.

- 662,028, of the general formula
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~ and their homologues lose, under the influ- |

_25

35

40

45

55

NO, C,H,—CH,—NH-—CH,—SO,H
Nitro- . Benzyl | Ani_lin " Sulchlilic
| - acl

ence of oxidizing agents, two atoms of hydro-
ogen and are tr &nsfmmed into the nitroben-
?Vllden.;tmhn sulfonic acids or their homo-

logues according to the following equations:

- NO,— Gl
30

— CH,—NI.CH,—S0,H+0=

O- or para nitrobenzyl-anilin sulfonic acid

,04+-N0,—C,H,.CH=N.C,H,—S0,H.

Ortho or para nitrobenzyliden-anilin-sulfonic acid.

NO,—C,H,.CH,—NH.C,H,—~S0,H+-0=

01 tho- or para- nitrcbenzyl- tolmdin sulfonic acid

H,04+NO,—C;H, CH—-NOH—SO H

Or th(} Or para- nitr obenzyhden toluidin- sulfonic amd

NO,—C,H,—CH,— NH. CH,— SO, H+ 0=

01 tho- or para- 111t1 obenzyl-xy lldm sulfonic acid

Ortho or para nitrobenzyliden-xylidin- Sulfﬂmc acid.

These nitr obenzylidenanilinsulfonic acids
are characterized by a peculiar chemical be-
havior, as they exist only in form of their
memllle salts of the formula:

(1)CH=N—C,H,- _SOM
C,H, .
(2)NO,

i. e., ortho-nitrobenzyliden - anilinsnlfonate | add mangnesium sulfate.

,04-NO,~CH,.CH=N,C,H,— SO, |

' salt-—-whele M represents a monovalent metal

atom—for instance, Na, K, NHj;, &e.

The free acids do not emst but decompose
completely, in presence of Watm into nitro-
benzaldehyde and aromatic ammsulfome

‘acid according to the equations:

o, ;

(1)CH=N.C,H,—SO,H
1 H,0=

1+ H,N.C,H,—SO,H.

(2)N02 |
Ortho-nitrobenzyliden anilin sulfonic acid
(2)NO,
Ortho=nitrobenzaldehyd  Anilin sulfonic acid.
(1)CH=N.C,H,—SO, I .
| +H,O=
Para-nitrobenzyliden-toluidin sulfonic 'Lt:id
(1)COH
C.H, L HLN.C.H, -——SOJI
Para-nitrobenzaldehyd - Tﬂlmdm sulfonic acid.
The nitrobenzylidenanilin sulfome acids and
their homologues therefore form a particu-

| (1)coo
| CeH,
C.H, g
| (4)NO,
(£)NO,
larly suwa,ble material for the manufacture

of ortho- and para- nitrobenzaldehyde.

We illustrate the practical application of

three kllowrams of ortho- or para- nitroben-

zyhdenamlmsulfonate of sodium (or the.

equivalent quantity of the salt of an ortho-or

para- nitrobenzyliden-toluidin-sulfonic acid

of an ortho- or para- nitrobenzyliden-xylidin
sulfonic acid, or of an ortho- or para- nitro-
benzylnaphthylamm sulfonic acid) are dis-
solved in water, whereupon a concentrated so-
lution of 10.5 k1lon‘1ams potassium perman-
ganate (KMnO,) is slowly introduced while
coolmﬂ' and stirring rapidly. Instead of po-
ta,ssmm permanﬂ'anate the equivalent quan-
tities of other oxidizing agents may be em-
ployed—{for instance, salts of alkali and al-

‘kaline earths of the manganic acid or per-

manganic acid, manganese dioxid, (MnO,,)
lead peroxid, (PbO ) ferric chlorid, (Fe,Chy, )
ferrie. sulfate, Feg(SO4)3, fellleyamd of po-
tassium, ammonium persulfate, &e. It is of
advantage to introduce carbonic acid or to
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ourinvention, forinstance,asfollows: Thirty-

go

95

1Q0

As soon as the
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violet color of the potassium perma}nﬁanate'
has disappeared the oxidation is completed.

Filtration is done from the precipitated man-

ganese dioxid, and a clear yellow solution of

the nitrobenzylidenanilinsulfonate saltorof a

salt of the nitrobenzyliden-toluidin sulfonic |

acid, the nitrobenzyliden or xylidin sulfonic
acid, or the niftrobenzyliden-naphthylamin
sulfonic acid remains behind. From this so-
lution are obtained the solid salts either by
salting out with chlorid of sodium or by
evaporation. Thesaltsthusobtained are yel-

lowish powders, solable in water, insoluble

in the other usual mineral solvent. The
free sulfuric acids isolated in the usnal way
from these salts decompose, as already said
above, into nitrobenzaldehyd and anilin sul-
foacid or toluidin-sulfonic acid, xylidin sul-
fonic acid, or naphthylamin-sulfonic acid.

‘Having now described our invention, what
we clmm is—

1. The herein- desel 1bed plocess forthe man- |

P o | . 622,854

ufacture of ortho- and para- nitrobenzyliden-
anilin sulfonic acids and their homologues
consisting in subjecting ortho- and para- ni-
trobenzylamlm sulfonie acids or their homo-
logues to oxidation, substantially as set forth.

2. Asa new produet, the oxidation produect
of ortho- or para- nitrobenzylanilinsulfonic
acids and their homologues, being the salt of
a nltrobenzyhdensulfomc aeld, soluble in wa-
ter with a yellowish eolor, insoluble in alco-
hol, ether, benzene, ehloroform, giving on de-

comp051t10n with diluted minerals acids, ni--

trobenzaldehyde, substantially as set forth.
In testimony that we claim the foregoing

as our invention we have signed our names'

in presence of two subscmbmﬂ' witnesses.

- BENNO HOMOLEKA.
AUGUST STOCK.

Wltnesses
HEINRICH IIAI—IN
ALFRED BRISBISS
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