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Résumé

Von Inositen ausgchend haben kiirzlich G. E.

" McCasland und Mitarbb. 67 Kondurit-B (IX) und

-C(XIV), S. J. Angyal® Kondurit-D (XVI) und
den optisch aktiven Kondurit-E (X) hergestelit.
Wihrend diese Forscher fiir die Darstellung der
Kondurite stets von Inositen ausginéen, haben wir
hier die vier Stereoisomeren des Kondurits aus
(trans-5. 6-Dihydroxy-
cyclohexadien-(1.3)) (I) dargestellt, -unter ihnen

unserem Benzolglykol?

auch den natiirlichen Kondurit-A (VIII), der 1908

zuerst von K. Kubler® aufgefunden und doch bis-

her noch nicht synthetisch gewonnen wurde.

Benzolglykol-diacetat (IT) lieferte bei der Be- '

handlung mit perbenzoesiure eine élige Sub-
stanz, das eiﬁ Gemisch von 1.2-Epoxyd (III) und
i.4-Epoxyd (IV) ist und durch Hydrolyse und
nachfolgende Acetylierung ein Gemisch von kri-
stallinischem und Oligem Tetraacetat der Kon-

durite lieferte.

Das kristallinische Tetracetat vom Schmp.

22 %—1

152.5-153° (VII) gab bei der Ammonolyse das-

" neue Isomere X vom Schmp. 179—180°, das bei

der katalytische Hydrierung in das Tetrahydroxy-
cyclohexan vom Schmp. 209—210° (XI) iibergeht.

" Diese Stoff wandelte sich an der Luit unter Auf-

nahme von 2 Moll. Wasser in Prismen von Schmp.
79—81° um. XI ist identisch mit dem von Th.
Posternak und H. Friedli® erhaltenen “Cyclo-
hexantetrol-1.2/3.4; daraus ergibt sich _fir das
neue Isomere x), das er Kondurxt E nennen,
die Konstellation HH aeea. .

Das nach Abtrennung der Kristalle erhaltene
Ol wurde nach Destillation und nachfolgendem
Ammonolyse durch Chromatogfaghie in zwel
Fraktionen getrennt. Die leicht eluierbare Sub-
stanz ergab Kondurit- A vom Schmp. 140 - 141°
(VIII), ‘der mit dem natiirlichen Kondurit keine
Schmelzpunkterniedrigung zeigte. Die - fester
adsorbierte Substanz gab auch einen stereo-
isomeren Kondurit vom Schmp. 199-200° (IX),
der mit dem von G. E. McCasland® hergestel-
lten Kondurit-B identisch war.

Bei Einwirkung von Silberchlorat in Gegen-
wart von Osmiumtetroxyd lieferte -Bezolglykol (I)
einen Sirup, dei der Acetylierung und nachfol-
gendem Ammonlyse zu einem stereoisomeren
Kondurit vom Schmp. 148-149° (XIV), der mit
dem G. E. McCasland dargestellten Kondurit- Ci..

1dentxsch war.

The Preparation and Insecticidal Aectivity of Some Aryl Benzenesulphonate.

Kaoru

. Onra (Laboratory of Food, Kyoto \Vomen s University, Kyoto). Received Apr. 30, 1957.
 Botyu-Kagaku 22,251, 1957 (with Enghsh résumé, 255) -

. FEHE

-fz"/'v‘JL:kz—bV‘Aﬁié%O XHR&hH KM E(m ﬁ?k%’"— ‘ﬁ!uu%’&i)

32 4. 30 =z
Polychlorophenyl benzenesulphonate, Nitrophenyl benzenesulphonate. & Dfi==D75 5)}3@\

¥ ER - MEEET R AR,

R h s 7 HL = ORI HT 254 =, BN %

B UL D RWBITSIRL, 8% =275 2.3, 4.6-tetrachlorophenyl benzenesulpho-
nate PSERTIERU, LIfEAlIE p-nitrophenyl .benze'nesu]phonate M ETH D12 Ovo-

tran i3 PPN L Lh D01z,
HHERBEN ¥ Y VR — FRIGA YIS

B, BN S =, RWEASTIT3 00855

LEipELBsnTWA. 4bb, DDT DRAEH

Miiller? Z:33DDTHEL S THORFBIZIWNT, Polar-

* AMEOITU AW 3244 A 11 B ALY
SRS (WHY T

rot BN DRIFEY)TH % toluene sulphochloride
BHABRH NIRRT C LMY, Hifisulphonate
2ERL, TORMHNRI~, BHHE7 v a—I00
sulphoester I3FFVEMEIR LIRS, HEE v+
FUKIZMATH b, F5IT 4-chlorophenyl 4-chloro-
‘benzenes‘u]phonate PBEBTH S c EBPELT WY

251



Bom oM oM o2
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Table 1. Results of the elementaly analysis and
measuremeént of the melting point.

‘2. 4.6-trichlorophenol benzenesulphonate®
CieH;SOsCl3 (337.613) found C 42.77 'H 2.25
- Subst. 3.935mg caled. C 42.69 H 2.10
m.p. found 65° reported 66°
~ 2.3. 4. 6-tetrachloropheny! benzenesulphonate
C1eHgSO4Cl; (372.062) found C 38.37 H 1.69
Subst. 7.795mg caled. C 38.74 H 1.62
m.p. - _ found 127° reported —
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 m.p.

'C1oHsSO7N: (324. 266)

-1

2.3.4.5.6-pentachlorophenyl benzenesulphonate
C=H;SO;Cl; (406.511) found C 35.44 H 1.39
Subst. 7.076mg - caled. C 35.45 H 1.24
m. p. found 155° reported —

2.4-dinitrophenyl benzenesulphonate?

found C 44.68 H 2.57

5.819mg caled. C 44.45 H 2.49

found 118° reported 118°

2-nitrophenyl benzenesulphonate? - : -

Cy:HoSO;N (279.266) found C 51.49 H 3.32

Subst. .~ 5.768mg caled. C 51.61 H 3.25

m. p. found 65° reported 75°
4-nitrophenyl benzenesu]phonate"

C12eHoSO5N  (279.266) -found C 51.59 H 3.43 -

Subst. 5.699mg caled. C 51.61 H 3.25

found 83° reported 82°

e-naphthyl benzenesulphonate

Subst.

m. p.

N

'

CyHp:SOs  (284.322) found C 67.8¢ H 4. 27 :
Subst. 5.477mg caled. C 67. 59 . H 4. 25.
- m.p. found 115° reportd —

’
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B-naphthy] benzenesulphonate -
(284.322) found C 67.73 H 4.46

CisH1:S0;
Subst. 4.425mg caled. C 67.59 H 4.25
m.p. found 105° reported 105-

107°
4- dxpheny] benzenesulphonate

CmH“SO'; (310 358) found C 69 50 H 4 62

Sul?st. 5.054mg caled. C 69.66 H 4.55

m. p. found 101° reported — -
. B
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Table 2. Formulation of original eniu]sion.:‘

- Toxicant 1092
- Toximul-500 92

.. Carbon tetrachlorid (bp ca. 77°) 10/
Solvent naphtha (bp 130—143°) 7125
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Table 3. Comparatlve effectiveness showmg with per cent mortality of aryl
benzenesulphonate against the adults of the azuki bean weevil, Cal-

" losobruchus chinensis L., in’ laboratory tests. Average of eight

© replications.  The test materials were applied by the usual ‘dipping
method for 10 sec. at 22°. The treated insects were kept for 2 days.

© at summer temperature 28°,

Concentration of toxicant

-Material . (Emulsion) (,% No. of insects used
’ : 0.1 0.05 0.025 0.0125 )
CeH;S0:-0-CeH.Cls 2.7 2.7 1.4 0.0 |- 599
C¢H3-S0::0-CgHCl, 1 3.6 2.1 . 0.0 0.0 | 400
CGHs-SOg-O-CGCk ) 2.9 1.0 0.0 0.0 © . 358
CsH;5-S0z:0-CgHs (NO2): 5.6 0.0 0.0 0.0 | 400
CeH5°S0:-0:CgH,y (4—NOs) . 4.8 2.3 1.0 0.0° 404
CoH;5+S0::0-CgHj (2—NO:) 7.9 19. 10 0.0 408
CeH35-50::0-CyoHz (@) 8.0 4.4 2.3 - 0.0 - 2¢4
CeH;5+S0:-0-CyoHy (8) ) 6.1 6.1 2.1 0.0 288
CeHs5:50:-0-C:Hy 4.0 3.9 2.0 0.0 214
Lindane . 96.4 90.4 77.6 74.7 | 688
‘Control ’ ' : 0.0 0.0 0.0 0.0 | . 290
Table 4. Acaricidal effectiveness of aryl benzenesulphonate against the adults of

the citrus red mite, Metatetranychus citri McGregor, on the trifoliate
orange in laboratory tests. Average of two replications. The
test materials were applied by the usual dipping method for 10 sec.

at 25°, The treated mites were held for 1 day at summer tem-

perature 22—25°, The percentages were corrected by Abbott’s
formula. o
Material (Emulsion) G Moreality . No. of Insects
CsH5S0:-0+CeH:Cly , - 0.05 55.4 R (-
C¢H;5-S0:-0-CcHCl, 0.05 59.2 54
CeH;5-50:-0-CeCl; _ 0.05 48.6 72
CeH3°S0::0+CHs (NOs): : 0.05 4.2 45
CeH5:S0:-0-C¢H, (4—NO:) 0.05 36.8 57
CsH;5:S0:-0-CeHy (2—NO:2) . | - 0.05 36.8 87
CsH;zS0;-0-CyoH; (<) 0.05 32,6 60
- C¢H5+S02+0-CyoH; (B) i 0.05 3.2 63
CeHs.50:-0-CysHy . 0. _05 39.0 ~ 55
Ovotran 0.05. 96.0 . 50
Control - — 0.0 131
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Table 5. Ovicidal effectiveness of aryl benzenesulphonate against the eggs 61’ the

citrus red mite,
laboratory tests.

Metatetranychus citri McGregor, on the ‘trifoliate orange in
The test materials were applied by the usual dipping method for

10 sec. at 25°.- The treated eggs were held for 8 days at summer temperatute
28-34°.. ‘The percentages were corrected by Abbott’s formula. : '
Material (Emulsion) Cgfn ct%}iﬁ?n hég;;](ﬁﬁfgts Egg( I\lrngt):hed “Kill v(%)‘
CeH;5S0z-0-CeH:Cls - 0.05 50 25 419 °
C¢H5:S0:-0-CgH Cl4 0.05 50 33 23.3
CeH;5+S02:0-CoCls 0.05 50 34 20.9
. C¢H5+S02:0+-CeH; (NO;)2 0.05 50 33 '23.3 ST
CsH;5+80:-0-CeHy(4—NO:) 0.05 50 22 48.8
CeHj+S0;+ 0-CeH,(2—NOx) 0.05 - 50 '30 ‘30.2
' C¢H;5+S0:-0-CyoHy (@) " 0.05 50 28 3.9 -
CeH;5-S02-0-CyoHy (B) 0.05 50 - 32 - 25.6
CsHj+ 503+ 0+CieHo 0.05 40 S22 |86
Ovotran _ 0.05 25 8 - 62.8
_Control o 0.05 50 43 0.0
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. Résumé

Several aryl b(!enzenesufphonates' listed in the
table 1 were prepéred_by t}le Hinsberg’s method

Soc. chim. Fr. 2, 131 .

with slight variations and their acaricidal and

‘ovicidal activities against the adults and eggs of
the citrus red mite, Metatetranychus citri McGre-
" gor, on the trifoliate orange, were tested by the

usual dipping method in laboratory tests.
The results showed fair toxicity, among

them, 2.3.4.6-tetrachlorophenyl -benzenesulpho-

. nate was the heighest activity as - the acaricides
. and 4-nitrophenyl bénzénesﬁlphénate was the best
" activity as the ovicides but they. were slightly
- low of ovotran as showing the table 4—S5.

On the Number of Larval M(‘mllsiiu the “ Noheji” Race of the Gypsy Moth, Lymantria
dispar L. Problems on the Breedihg of Insects for Biological Assay of Insecticides. XVIIL
Sumio ‘NAGAsAwA (Takei Laboratory, Institute for Chemical Research, Kyoto University, Taka-
tsuki, Ohsaka). Received May 3,1957. Botyu-Kagaku, 22,255,259, 1957, (with English résumé, 259).
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