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Chemistry. - "On t/te six isoJne1'lC tribromo,vylenes." By Dl'. F. lVI. 

JAEGER and J. J. BLANKSMA. (Communicated by Prof. A. F. 

HOLLEMAN). 

The six isomerie tl'ibromotoluenes were prepared in 1880 by 
NEVILE and WINTHER 1) and agaifl in 1903 in a different man nel' by 
JAEGER 2) with the object of studying the connection between mole
cular and crystallographie symmetry with isomerie benzene derivatives. 
In order to be able to extend this study to another series of com
pounds with an analogous chemical eharacter we have now prepared 
thc isomerie tribromoxylenes and give a short review of the mode 
of formation of these substances; we intend publishing a more extended 
report later on in the "Recueil". 

Tribromo-o-xy lenes. 
These sllbstances are prepared by stading from the orthoxylidines 

1-2-3 and 1-2-4 according to the subjoined scheme: 

1. 

OHa UHa OHa 

/"'OIIa /"'OlIa /"'OHa 
I I ~ I 030 I ~ 11050 I 
"../ Br"../Br Bl'''../Br 

NII2 NII2 BI' 

2. 

The ol'thoxylidines were tl'eated in glacial ace tic acid with the 
ca1culated amollnt of bromine and in the dibromoxylidines thus 
obtained the NH2-gl'oup was replac~d by BI' according to SANDMEYER'S 
methoeI. The tribl'omoxylenes thus obtained were purified by disiilla
tion in steam. 

Tribromo-m-xylenes. 

3. 2-4-6-tribl'omo-m,-xylene was prepared in different ways. 
a. Siarting from symmetl'ical xy lidine, 

The sym. xylidine was converted into tribromo-sym.-xylidine aud 

1) Ber. 13. 974. 
2) Dissel'tation, Leiden, 1903. 
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the NH
2
-gl'0l1p was then eliminated by mean& of amyJnitl'ite with 

addition of finely divided copper. 

b. Starting from 4-6-dibl'omo-2-amido-m-xylene pl'epared according 
to AuwERS 1), we also obtain 2-4-6-tl'ibromo-m-xylene m.p. 85° by 
l'eplacing the NH2 by BI' according to SANDlI'IEYEll. 

c. Acetoxyhdide 1-3-4 yields on tl'eatment wHl! bromine and water 
dibl'omoacetoxylidide 2). If this is boiled with hydl'ochloric acid, so 
that the acetyl group is eliminated and if in the dibromoxylidine so 
obtained the NH 2-group is replaced by bromine 2-4-6-tl'ibl'omo-m
xylene is also obtaiued. 

CH3 

Bl/'\.nl' 
I I ~ 
,/CIIs 

NlI 
co 
CII3 

4. a. In order to arrive at 4-5-6-tl'ibl'omo-m-xy lene 4-6-dibromo-
2-amido-m-xylene was convel'ted by means of bromine into 4-5-6-
tl'lbromo-m-xyheline anel fi'om th is subst..'tnce the NH2-group was 
eliminateel by ditlzotation and boiling with alcohol. 

b. Starting from 6-bromo-4-amido-m-xylene m.p. 96° we obtain 
by bl'omination 5-6-cll!;lromo-4-amido-m-xylene m. p. 35°, whieh is 
eonvel'ted by means of the SANDlIIEYER reaction into 4-5-6-tribromo-

m-xylene. 

5. Aftel' many failures to prepare it differently, 2-4-5-trlbromo-m
xylene was finally made in the following mannel'. 

euu CHs OHa 

/'NII2 /'NH2 /'Bl' 
121 ,1)°1 ~ l 50° I ~ I 87° 1 
,\/OHa Bl,\/OITS BI,/CI-J1 

lli lli lli 

1) Ber. 32. 3313. 
lI) GENZ. Bel'. 3 225. - \ 
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S1arting from 4-bromo-2-amido-m-xylene prepared aecording to 
NOLTING 1

), we obtained 4-5-dibromo-2-amido-n/'-xylene by bromination 
and from th is 2-4-5-tribl'omo-m-xylene was prepared according to 
SANDMEYER. 

6. Finally, tribromo-p-xyJene was pl'epared aceol'ding to the sub
joined scheme. 

OH3 CHa CHs 

/'-NU, ~NH' ~., I I ~ \5
0 ~ 89° Bl~ ... Br '\.&;; Dl Dl 

CHs CHs 

Consequently all six tribromoxylenes had been obtained. 

CHs CH3 C1I8 ClIs Clla CHa 

BI/'\.ClT3 /'-CIIs Bl/'-BI BI/"- /'-BI /'13r 
~Ol 11050 1 1

850 
1 ~5OI 1

870 
1 1

890 
1 

/DI BI'\./Br ,-/CHs BL / CIJs Br'\./CHs BI'\./Br 
BI BI Br BI BI UIIg 

We wish here to 'express our thanks to Prof. FllANCHHlfONT, who 
kindly presented us with the specimens for this research. 

Zaandam, Juni 1905. 
Amstenlam, 

Meteorology. - "Oscitlations of the solar activity ancl the climate". 
(Second communication 2). By Dr. C. EASTON. (Communicated 

by Prof. C. H. WIND.) 

(Communicated in the meeting of May 27, 1905). 

At the end of the fil'st communieation on th is subject the suppo
sition was started, that t11e 11-year oscillation of temperature with 
regard to the eleven-yeal' cycle of the snn's activity generally was 
aeeelel'ated in the eoId, retarded in the warm part of the larger 
oscillation. In order to investigate this matter more thoroughly, I 
proceeded as follows: 

1) Bel'. 34, 2261. 
2) See for the First Communication : Proceedings of Nov. 26, 1904" p. 368. 

In that paper p. 372 read 89-years instead of 178-years. Furthermore strike out 
what has been said on p. 3ü!) about the experiment of SAvtLIEF. . . 

11 
Proceedings Royal Acad. Amsterdam. Vol. VllI. 


