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N a p h th a lin  v e rm a g  g e g e n ü b e r e in e r A n z a h l o rg a n is c h e r  V e r 
b indungen e in  R e s tfe ld  g e lte n d  z u  m a ch e n . D ie s e  E ig e n s c h a ft  
kommt a u c h  d e m  T e tra h y d ro n a p h th a lin  zu , w e lc h e  V e rb in d u n g  e in 
seitig h y d r ie r t  is t. E s  lä ß t s ic h  ze igen , daß das T e tra h y d ro n a p h th a lin  
ein R e s tfe ld  b e s itz t, das  u n te r  g e e ig n e te n  U m s tä n d e n  z u r  W ir k u n g  
kommen ka n n . D e r S itz  d ieses R e s tfe ld e s  is t v e rm u t l ic h  in  d e m  u n -  
hydrierten A n te i l  des N a p h th a lin k e rn s  z u  su ch e n , w o  n o c h  D o p p e l
b indungen e rh a lte n  s in d , w ä h re n d  d e r h y d r ie r te  T e i l  a lip h a tis c h e n  
Charakter a n g e n o m m e n  h a t u n d  d a h e r e in e r V e rb in d u n g s b ild u n g  
kaum m e h r z u g ä n g lic h  is t. U m  d iese  A n s c h a u u n g  z u  p rü fe n , w u rd e n  
Systeme m it  D e k a h y d ro n a p h th a lin  d e r U n te rs u c h u n g  u n te rw o r fe n . 
Da in  d ie s e r V e rb in d u n g  d e r g e sa m te  N a p h th a lin k e rn  h y d r ie r t  e r
scheint u n d  a lle  D o p p e lb in d u n g e n  v e rs c h w u n d e n  s in d , is t das A u f 
treten e ines  R e s tfe ld e s  n ic h t  m e h r z u  e rw a rte n .

D ie  B e s tim m u n g s m e th o d e n  w u rd e n  u n v e rä n d e rt b e ib e h a lte n , 
die A rb e its te m p e ra tu r  w a r  20° D as D e k a h y d ro n a p h th a lin  w u rd e  
von d e r R ie d e l-A .-G . in  R o d le b e n  b e i R o ß la u  (A n h a lt)  b e ig e s te llt .

W i r  e rm it te lte n  z u n ä c h s t d e n  D a m p fd ru c k  des re in e n  D e k a 
h y d ro n a p h th a lin s  b e i 20 °  u n d  fa n d e n  ih n  z u  O 'Q m m  H g . D a  in  
einem b in ä re n  S y s te m  d e r P a r t ia ld ru c k  je d e r  d e r b e id e n  K o m 
ponenten h e ra b g e d rü c k t is t, m u ß te  d e r D a m p fd ru c k  des D e k a h y d ro 
naph tha lins  in  a lle n  z u  u n te rs u c h e n d e n  S y s te m e n  k le in e r  se in  a ls  
obige Z a h l u n d  w a r  d a h e r g e g e n ü b e r dem  D a m p fd ru c k  d e r z w e ite n  
K o m p onen te  z u  v e rn a c h lä s s ig e n .

D ie  W e r te  fü r  d e n  D a m p fd ru c k  de r f lü c h t ig e n  K o m p o n e n te  
w urden d e r L i te ra tu r  e n tn o m m e n . D ie  D a m p fd rü c k e  v o n  Is o p r o p y l
a lkohol u n d  E s s ig s ä u re is o p ro p y le s te r  s in d  in  d e r L ite ra tu r  n ic h t  
angegeben u n d  m u ß te n  d a h e r n e u  b e s t im m t w e rd e n . W i r  e rh ie lte n  
im B re m e r -F ro w e in ’sch e n  D if fe re n t ia lte n s im e te r  b e i 20°  fü r  Is o 
p ro p y la lk o h o l 4 1 * 2  m m  H g  u n d  fü r  E .s s ig s ä u re is o p ro p y le s te r 
62 • 4 m m  H g .

Z u r  B e re c h n u n g  d e r D a m p fd ru c k k u rv e n  n a c h  v a n  L a a r  is t  
die K e n n tn is  d e r v a n  d e r W a a ls ’s c h e n  K o n s ta n te n  n o tw e n d ig , d ie  
für D e k a h y d ro n a p h th a lin  n e u  b e s t im m t w e rd e n  m u ß te n . Z u  d ie se m

Sitzungsberichte  d. mathem.-naturw. Kl., Abt. I lb ,  134. Dd. 35

©Akademie d. Wissenschaften Wien; download unter www.biologiezentrum.at



484 G. W e i ß e n  b e r g e  r, R. H e n k e  und E. S p e r l i n g ,

Z w e c k  w u rd e n  m it  H i l fe  e ines  d o p p e lw a n d ig e n  P y k n o m e te rs , dessc ■ 
M a n te lg e fä ß  e v a k u ie r t  w a r , d ie  D ic h te n  v o n  D e k a h jrd ro n a p h th a i^  
b e i 20  u n d  b e i 3 0 ° , b e z o g e n  a u f W a s s e r  b e i 4 ° , e rm itte lt. \ \ :n 
e rh ie lte n  fü r  20° 0 '8 8 6 5  u n d  fü r  30° 0 -8 7 7 2 . D a ra u s  e rg ib t sich 
a — 1 9 -9 6  L ite ra tm o s p h ä re n  u n d  b — 0 -1 2 6 5  l.

F ü r  d ie  E r m it t lu n g  d e r M is c h u n g s w ä rm e n  m u ß te  d ie  spezifische 
W ä rm e  des D e k a h y d ro n a p h th a lin s  fe s tg e le g t w e rd e n . W i r  benützten 
h ie rz u  das K a lo r im e te r  fü r  M is c h u n g s w ä rm e n  u n d  e rh ie lte n  fü r die 
s p e z ifis c h e  W ä rm e  z w is c h e n  20  u n d  5 0 °  d e n  W e r t  0 *3 8 7 9 .

D ie  fo lg e n d e n  T a b e lle n  e n th a lte n  n u n  d ie  E rg e b n isse  der 
M e ssu n g e n , w o b e i d ie  e in z e ln e n  Z e ic h e n  d ie  b e re its  frü h e r  anpe. 
g e b e n e  B e d e u tu n g  haben .

T a b e l l e  1.

w -H e x a n — D e k a h y d ro n a p h th a lin .

1— .V PL p 'r P A L

<]

0 • 25 32- 1 30-1 3 1 - 3 —  0 - 8 4 - 1 - 2
0 - 4 0 50 • 3 4 8 - 2 4 9 - 4 —  0 - 9 +  1-2
0 - 5 0 6 2 - 2 6 0- 2 6 0 - 9 —  1-3 4 - 0 - 7
0 - 6 0 7 3 - 8 7 2- 3 7 2 - 3 —  0 - 5 +  1-0
0 • 75 9 0 - 6 9 0 - 3 9 0 - 3 —  0 - 3 +  0- 0

1-0.0 120-5 120-5 .— — —

T a b e l l e  2.

B e n z o l— D e k a h y d ro n a p h th a lin .

\ — x p 'l p 'r P A l A  R

0-25 23-3 18-7 26-3 - h  3-0 -h  7-6 — 1- 58 — 119-2
0-40 35-2 29-9 37-4 -t- 2 ■ 2 4 - 7 - 5 — 2-19 — 160 4
0-50 42-4 37-3 43-9 4 - 1 - 5 4 - 6 - 6 — 2-41 — 167 4
0-60 49-1 44-8 50-0 4 - 0 - 9 4 - 5 - 2 — 2-45 — 152-:!
0 - 75 58-5 5 5 ' 9 58-8 4 - 0 - 3 4 -  2-9 — 2-11 — 99'-
1-00 74'66 74-66 — — — — —

T a b e l l e  3.

T  o lu o l— D e k a h y d ro n a p h th a lin .

1---X p 'l p 'r P A l A r

0 • 25 6-3. 5 - 6 8 - 2 +  o - i 4 - 2 - 6 — 0 - 7 8 —  10-8

0 - 4 0 9 - 3 9 - 0 11-5 4 - 2 - 2 4 -  2 -5

COo -  17-7

0 - 5 0 11-9 1 1 13-6 4 -  1 4 - 2 - 4 —  1-15 — 19-8

0 - 6 0 14-0 13-5 15-2 4 -  1 4 -  1 —  1- 14 _  18-2

0 -7 o 17-2 16-8 18-3 +  1 1 1 —  0 - 95 — . 9 ' 7

1-00 22 - 5 2 2- 5 — — — •— —
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Das Verhalten des Dekahydronaphthalins. 480'

T a b e i l e  4.

C h lo ro fo rm  — D e k a h y d ro n a p h th a lin .

I-.V p 'l p 'r P A L A  R

(V 25 51 ■ 9 40- 1 40-0 — 11-9 — o - i 1 • 82 — 14- 1
0 • 40 78-2 64-1 63-2 — 15-0 — 0-9 — 2 ■ 54 — 22 • 3
0-50 93-7 80-2 80-3 — 13-4 ( + 0 - 1 ) — 2-82 — 24 • 1
0 ■ 60 107-8 96-2 96-2 — 11-6 ± 0 - 0 — 2-89 — 21-4
0 • 75 127-2 120-4 120-4 — 6-8 +  0- 0 — 2-53 — 12-4
1-00 160-47 160-47 — — — — —.

T a b e l l e  5.

T e tra c h lo r k o h le n s to f f— D e k a h y d ro n a p h th a lin .

1----X p 'l p 'r P a l Aj?

0-25 25-1 22-7 23-7 — 1 -4 +  1-0
0-40 39-1 36-4 36-2 — 2-9 ( - 0 - 2 )
0-50 48-1 45-5 45" 7 — 2-4 - f - 0 - 2
0-60 56-8 54-6 54-7 — 2-1 +  0-1
0 " 75 69-5 68-2 68-0 —  1 - 5 ( - 0 - 2 )
1-00 90-99 90-99 — — —

T a b e l l e  6 .

T r ic h lo r ä th y le n — D e k a h y d ro n a p h th a lin .

l —x p 'r P A ^

0-25 14-0 16-2 +  2-2
0-40 22-4 24- 1 4 - 1 - 7
0-50 28-0 29-2 +  1-2
0-60 33-6 33-9 - h 0 - 3
0 -75 42-0 41-9 ( - 0 - 1 )
1-00 56-0 — —

T a b e l l e  7.

S c h w e fe lk o h le n s to f f— D e k a h y d ro n a p h th a lin .
■— X p 'l p 'r P a l A  R 1V

"•25 135-5 74-8 88-7 — 46-8 - h  13” 9 — 4'01 — 141'-6
"'40 193-5 119-2 136-3 —  57-2 -+- 17-1 — 5 • 83 — 221-1-
l-50 222-4 149-0 1 66 • 5 — 55" 9 - h  17-5 6-62 — 233-3
'f60 243-8 178-8 192-6 — 51-2 4 - 1 3 - 8 — 6'- 69 — 208-4
'»'75 264-3 224-3 230-9 — 33-4 +  6-6 6-42 — 143'8
l'OO 298-0 298-0 — — — —
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4 8 6 G. W e i ß e n b e r g e r ,  R. H e n k e  und E. S p e r l i n g ,

T a b e l l e  8 . 

M e th y la lk o h o l— D e k a h y d ro n a p h th a lin .

1—.r p 'l Pli P A l <~R
0-2') (100-3) 20-0 —
0-40 (113-6) 38-4 —
0 • 50 (119-6) 48-0 — — —
0 - 60 (116-4) 57 • 6 — — —
0 • 75 (113-7) 72-0 — — —
0-95 95 • 8 91 92-5 — 3-3 H- l - 3
1-00 96 • 0 96 • 0 — — —

T a b e l l e  9.

Ä th y la lk o h o l— D e k a h y d ro n a p h th a lin .

1 —.i- p 'l p 'r P A *

0-25 11-0 37-8 4 -  15-6 4 -  26-8 — 4 • 73 — 99
0-40 31-1 17-6 38-7 -t- 7" 6 -1-21 1 — 6 1 82 — 153
0 • 50 35-2 22-0 38-9 -I- 3-7 4 -  16-9 — 7 1 76 — 179
0-60 38-6 26-4 39-2 4 -  0-6 -+- 13-8 — 8-21 — 1(30
0-75 40-3 33-0 40-5 4 -  0-2 4 - — 7 ■ 57 — 104
1 • 00 44-0 44-0 — .— — —

T a b e l l e  10. T a b e l l e  11.
Is o p ro p jd a lk o h o l— D e k a h y d ro 

n a p h th a lin .
Is o b u ty la lk o h o l— D e k a h y d ro 

n a p h th a lin .
1 p 'r P A  R 1— ,v p ’r P i—R
0- 25 10-2 32-4 - 1-22-4 0-25 6-7 +  4-3
0 -4 0 16-4 35 • 8 - + -  19-4 0-40 3-4 7-9 —t— 3 " 6
0 • 50 20-6 36-4 4 -  15" 8 0 • 50 4-3 4 - 2 - 9
0 -6 0 24-8 36-6 -+-11*8 0-60 5-2 7-0 +  1-8
0-75 31-0 37-8 4 -  7 -8 0 ■ 75 6" 5 1 •4-0-6
1-00 41-2 — - - 1-00 8-6 — —

T a b e l l e  12.
Ä th y lä th e r — D e k a h y d ro n a p h th a lin .

1— v p 'l p 'r P A l A r

■0-25 117-4 110-6 137-2 - h  19-8 +  22-6 — 0-43 — 32-4
t)-40 184-9 176-9 200-8 4 - 1 5 - 9 4 - 2 3 * 8 — 0-59 — 43 • r>
0-50 228-7 221-2 242 • 3 +-  13-6 4 - 2 1 - 1 — 0-64 — 47'K
0-60 271-9 265 • 4 283- 1 - +  11-2 4 -  17-7 — 0-65 — 39-8
■0-75 335-4 331-8 343-7 4 -  8-3 4 -  11-9 — 0 - 55 _  20'2
1 - oo 442-4 442 • 4 — — — — —
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T a b e l l e  13.

A c e to n — D e k a h y d ro n a p h th a lin .

P L p 'r P A a>

59 ■ 7 44-9 127-5 4 - 6 8 - 7 4 - 8 2 - 6 -  1-97 — 2 0 2 ■3
n-40 89-9 71 -9 135-7 4 - 4 5 - 8 4 -  63 • 8 — 2-79 — 322-4
i i - ö O 107-5 89-8 140-0 4 - 3 3 - 1 4 -  59 • 8 — 3-13 - -  351 ■ 5
i l - 6( ) 123-4 107-8 146-0 4 -  2 2 • G 4 - 3 8 - 2 — 4-09 — 29 8 • 9

144-4 134-7 154-8 H- 10-4 4 - 2 0 - 1 2-90 — 170•9
| • 00 179•03 179-03 — — — —

T a b e l l e  14.

E s s ig s ä u re m e th y le s te r— D e k a h y d ro n a p h th a lin .

1 P'L p 'r P A l A r

n-25 56 • 9 42 • 5 — - - — — 1 19 —

■•40 85-3 67-9 — — — — 2-91 —

(1-50 104-2 84-9 — — — — 3-24 —
v) • 60 116-5 101-8 142-9 4 -  26-4 4 -  41 1 — 3' 34 — 23n

136-1 127-3 152-2 4 -  16-1 4 -  24-9 — 2-94 21 f
1' 00 109-8 169 • 8 — — — —

T a b e l l e  15.

E s s ig s ä u re ä th y le s te r— D e k a h y d ro n a p h th a lin .

1— .V P'l p 'r P r> A ;e

0-25 20-3 18-2 40 ' 4

oCM1T 4 - 2 2 - 2 — 0-79 — 182
0 • 40 31-6 29-1 48-9 -+- 17-1 4 - 1 9 - 8 1 • 09 — 263
<)-50 38-7 36-4 52 • 7 4 - 1 4 - 0 -+- 16 • 3 1 19 — 287
(1-60 45 ■ 6 43-7 56 • 3 4 - 1 0 - 7 4 -  12-6 — 1- 21 — 250
0-75 55 - 7 54 • 6 60-8 -+- 5-1 4 -  6-2 — 1 ' 02 — 151
1 • 00 72-8 72-8 — — —

T a b e l l e  16.

E s s ig s ä u re is o p ro p jd e s te r— D e k a 
h y d ro n a p h th a lin .

1 —;V PR A r

0-25 15 • 6 33-6 4 - 1 8 - 0
0-40 25-0 40-0 -+- 15-6
0-50 31-2 44-2 4 - 1 3 - 0
0-60 37-4 48-0 4 - 1 0 - 6
0-75 46-8 52-8 4 -  6-0
1 -oo 62-4

T a b e l l e  17.

E s s ig s ä u re is o b u ty le s te r— D e k a 
h y d ro n a p h th a lin .

1 — V p 'r P A
^ R

0-25 3-5 7-4 4 -  3-9
0-40 5 - 6 8-9 4 - 2 - 3
0 ■ 50 7- 1 9-8 4 - 2 - 7
0 • 60 8 • 5 10-5 4 - 2 - 0
0-75 10-6 11 4 -  0 • 9
1 -00 14- 1 —
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4 8 8 G. W e i ß e n b  e r g e r ,  R. H e n k e  und E. S p e r l i n g ,

A u s  den  T a b e lle n  g e h t h e rv o r , daß das D e ka h yd ro n a p h th a lin  
ta ts ä c h lic h  k e in  o d e r h ö c h s te n s  n u r  m e h r e in  g a n z  schwaches 
R e s tfe ld  b e s itz t. T a b e lle  1 g ib t  das V e rh a lte n  des D ekahydn , 
n a p h th a lin s  g e g e n ü b e r e in e m  a lip h a tis c h e n  K o h le n w a s s e rs to ff der 
P a ra ff in re ih e  m it  g e ra d e r K e tte  w ie d e r. D ie  R a o u lt -v a n ’t H o f f s c h e  
u n d  va n  L a a r ’scb e  K u rv e  fü r  d ieses  S y s te m  lie g e n  e n g  beieinander 
d a  das « -H e x a n  k e in e  A s s o z ia t io n  a u fw e is t. D e r  D a m p fd ru c k  des 
« -H e x a n s  ü b e r  D e k a h y d ro n a p h th a lin  is t  n u n , v e rg lic h e n  m it der 
R a o u lt-v a n ’t H o f fs c h e n  L in ie ,  s c h w a c h  p o s it iv ,  je d o c h  gegenüber 
d e r  v a n  L a a r ’sch e n  K u rv e  s c h w a c h  n e g a tiv . D ie s e r V e r la u f ist 
o ffe n b a r so z u  d e u te n , daß das V e rh a lte n  d e r b e id e n  Kom ponenten 
g e g e n e in a n d e r n o rm a l is t.

T a b e lle  2 u n d  3 z e ig e n  S ys te m e  m it  a ro m a tis c h e n  Kohlen 
W a sse rs to ffe n  d e r B e n z o lre ih e . B e id e  S y s te m e  s in d  p o s it iv , sowohl 
g e g e n  d ie  R a o u lt -v a n ’t H o f fs c h e  a ls a u ch  g e g e n  d ie  v a n  L a a r ’sche 
K u rv e , das D e k a h y d ro n a p h th a lin  b e tä t ig t  d a h e r g e g e n ü b e r den 
a ro m a tis c h e n  K o h le n w a s s e rs to ffe n  k e in  R e s tfe ld . E n ts p re c h e n d  dem 
V e r la u f  d e r D a m p fd ru c k k u rv e n  e rg ib t s ic h  d ie  M isch u n g sw ä rm e  
n e g a tiv . D ie  n a c h  v a n  L a a r  u n te r  de r A n n a h m e  m o n o m e re r Kon
s t i tu t io n  b e re c h n e te n  W e r te  s in d  z w a r  n e g a tiv , a b e r k le in , während 
d ie  M e s s u n g  e ine  n ic h t  u n b e trä c h t lic h e  W ä rm e a b s o rp t io n  anzeigt. 
D iese  E rs c h e in u n g  is t  a u f  d ie  D is s o z ia t io n  v o rh e r  a s s o z iie r t ge
w e s e n e r M o le k ü lk o m p le x e  z u rü c k z u fü h re n .  A n  den K u rv e n  der 
M is c h u n g s w ä rm e  fä l l t  d ie  v o llk o m m e n e  S y m m e tr ie  au f. S ie  besitzen 
e in  M a x im u m  be i 1— x — Q'b, b e im  M o lv e rh ä ltn is  1 1 w ir d  als:
d ie  g rö ß te  A n z a h l v o n  K o m p le x e n  z e rle g t.

D as  S y s te m  C h lo ro fo rm — D e k a h y d ro n a p h th a lin  is t  s o w o h l gegen 
d ie  R a o u lt -v a n ’t  H o f fs c h e  a ls  a u ch  g e g e n  d ie  v a n  L a a r ’sche  Kurve 
n e g a tiv . D ie  M is c h u n g s w ä rm e  is t  z w a r  a u c h  n e g a tiv , aber nur 
w e n ig  m e h r a ls  d ie  R e c h n u n g  n a ch  v a n  L a a r  e rg ib t. D as Verhalten 
k a n n  so g e d e u te t w e rd e n , daß das D e k a h y d ro n a p h th a lin  dem  C h lo ro 
fo rm  g e g e n ü b e r n o c h  e in  g a n z  s c h w a c h e s  R e s tfe ld  b e tä tig t, welches 
in  d e r W ä rm e tö n u n g  d e sh a lb  n ic h t  z u m  A u s d ru c k  k o m m t, w e il die 
D is s o z ia t io n  d e r a s s o z iie r te n  M o le k ü le  z u  v ie l W ä rm e  absorbiert. 
W ie  w ir  f rü h e r  g e z e ig t haben , s p r ic h t T e tra h y d ro n a p h th a l in  noch 
re c h t k r ä f t ig  g e g e n  C h lo ro fo rm  an, d ie  W ir k u n g e n  des Restfeldes 
n e h m e n  a lso  v o m  T e tra h y d ro n a p h th a lin  z u m  D e k a h y d ro n a p h th a lin  ab.

D as  n ä c h s th ö h e re  C h lo r ie ru n g s p ro d u k t des M e th a n s , d e r T e tra 
c h lo rk o h le n s to ff ,  g ib t  m it  D e k a h y d ro n a p h th a lin  e ine  D a m p fd ru c k 
k u rv e ,  d ie  ge g e n  R a o u l t - v a n ’t H o f f  p o s it iv ,  g e g e n  v a n  L a a r  
n e g a t iv  is t. A lle  d re i K u rv e n  lie g e n  s e h r n a h e  b e ie in a n d e r. H ie r ist 
k e in e  B e tä t ig u n g  e ines R e s tfe ld e s  a n z u n e h m e n .

E rs e tz t m a n  d ie  C h lo ra to m e  d u rc h  S c h w e fe l, so g e la n g t man 
z u m  S j^s tem  S c h w e fe lk o h le n s to f f— D e k a h y d ro n a p h th a lin .  A u c h  d ie se s  
S y s te m  is t  p o s it iv  gegen  d ie  F o rm e l v o n  R a o u l t - v a n ’t  H o f f  und 
n e g a t iv  g e g e n ü b e r d e r v a n  L a a r ’sch e n  G le ic h u n g . D ie  W ä rm e tö n u n g  
is t  n e g a t iv  u n d  z e ig t  e ine  e rh e b lic h e  A b s o rp t io n  an, da der 
S c h w e fe lk o h le n s to f f  s ta rk  a s s o z iie r t  is t. D ie s  d ü r fte  a u c h  e in e r der
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Gründe se in , w a ru m  d ie  m it  den  v a n  d e r W a a ls ’sch e n  K o n s ta n te n  
gerechnete D a m p fd ru c k fo rm e l u n s ic h e r  is t  u n d  w i r  m e sse n  d a h e r 
j el- B e zu g n a h m e  a u f  d ie  R a o u lt - v a n ’t  H o f fs c h e  F o rm e l d ie  g rö ß e re  
Bedeutung be i. D e m z u fo lg e  is t  im  S y s te m  S c h w e fe lk o h le n s to ff-—  
D e ka h yd ro n a p h th a lin  k e in e  R e s tfe ld b e tä t ig u n g  a n z u n e h m e n .

W ir  k o m m e n  n u n  z u  d e n  S y s te m e n  d e r A lk o h o le ,  w e lc h e  in  
den T a b e lle n  8 b is  11 w ie d e rg e g e b e n  s in d . B e im  S y s te m  M e th y l
alkohol— D e k a h y d ro n a p h th a lin  -fä llt z u n ä c h s t au f, daß s ic h  d ie  b e id e n  
Stoffe n u r  se h r b e s c h rä n k t m is c h e n . In  d e m  in  F ra g e  k o m m e n d e n  
Gebiet is t  w ie d e r  d e r D a m p fd ru c k  z w is c h e n  den  b e id e n  th e o re tis c h e n  
VVerten g e le g e n . W i r  m ö c h te n  a b e r m it  R ü c k s ic h t d a ra u f, daß d e r 
Methylalkohol s ta rk  a s s o z iie r t is t, d ie se r E rs c h e in u n g  k e in e  B e 
deutung b e ile g e n . D ie  ü b r ig e n  A lk o h o le  g e b e n  s ä m tlic h  p o s it iv e  
Kurven, w i r  d ü r fe n  d a h e r s c h lie ß e n , daß D e k a h y d ro n a p h th a lin  g egen  
gesättigte a lip h a t is c h e  A lk o h o le  m it  g e ra d e r o d e r v e rz w e ig te r  K e tte  
kein R e s tfe ld  b e tä tig t.

T a b e lle  12 z e ig t  das V e rh a lte n  des Ä th y lä th e rs .  D ie s e  S u b s ta n z  
ist n ic h t a s s o z iie r t, d ie  K u rv e n  lie g e n  d a h e r nahe  b e ie in a n d e r. D as 
System is t  p o s it iv  g e g e n  be ide  V e rg le ic h s k u rv e n , d ie  M is c h u n g s 
wärme is t n e g a tiv . D ie  W ä rm e a b s o rp t io n  is t  im  Z u s a m m e n h a n g  
mit d e r T a ts a c h e , daß Ä th e r  m o n o m e r is t, n u r  g e rin g . W ie d e r  fä l l t  
die v o llk o m m e n e  S y m m e tr ie  der K u rv e  d e r M is c h u n g s w ä rm e  au f, 
deren M a x im u m  b e i M o lb ru c h  0 - 5 lie g t.

In  T a b e lle  13 is t  das S y s te m  A c e to n — D e k a h y d ro n a p h th a lin  
dargestellt. E s  fä l l t  d a d u rc h  au f, daß d e r g e m essene  D a m p fd ru c k  
weit h ö h e r is t  a ls  d ie  T h e o r ie  v o ra u s s e h e n  läßt. E n ts p re c h e n d  is t  
die M is c h u n g s w ä rm e  n e g a tiv  u n d  d ie  a b s o lu te n  W Te rte  s in d  g roß . 
Die U rs a c h e  is t  in  d e r A s s o z ia t io n  des A c e to n s  z u  su ch e n , w e lc h e  
sich e in e rse its  d a m p fd ru c k e rh ö h e n d , a n d e rs e its  w ä rm e a b s o rb ie re n d  
äußert. W ä h re n d  das M a x im u m  d e r D a m p fd ru c k e rh ö h u n g  b e i e tw a  
0-25 lie g t, z e ig t d ie  K u rv e  d e r M is c h u n g s w ä rm e  e in e n  v o llk o m m e n  
sym m etrischen  V e r la u f  u n d  b e s itz t  e in  M in im u m  b e i M o lb ru c h  0 ‘ 5.

D as V e rh a lte n  d e r F e tts ä u re e s te r g e g e n ü b e r D e k a h y d ro 
naphtha lin  is t  in  den  T a b e lle n  14 b is  17 d a rg e s te llt. In  A n a lo g ie  
zum M e th y la lk o h o l is t  d e r E s s ig s ä u re m e th y le s te r  w ie d e r  n u r  b e 
schränkt m it  D e k a h y d ro n a p h th a lin  m is c h b a r. In  d e m  G e b ie t, w e lc h e s  
der U n te rs u c h u n g  z u g ä n g lic h  is t, z e ig t d ie s e r E s te r  ebenso  w ie  
alle h ö h e re n  H o m o lo g e n  e ine  p o s it iv e  D a m p fd ru c k k u rv e  u n d  n e g a tiv e  
M isch u n g sw ä rm e . E s  w ir d  a lso  im  b in ä re n  S y s te m  m it  D e k a h y d ro 
naphtha lin  g e g e n ü b e r d e n  E s te rn  k e in  R e s tfe ld  b e tä tig t.

W e n n  w ir. d ie  E rg e b n is s e  d e r v o rs te h e n d  a n g e fü h r te n  M e s 
sungen ü b e rb lic k e n , k o m m e n  w ir  z u  d e m  S ch lu ß , daß d u rc h  d ie  
A u fhebung  a lle r  D o p p e lb in d u n g e n  im  N a p h th a lin  das R e s tfe ld  d ieses 
Körpers fa s t v o l ls tä n d ig  z u m  V e rs c h w in d e n  g e b ra c h t w ird .  B lo ß  
gegenüber dem  C h lo ro fo rm  b le ib t n o c h  e ine  g e r in g e  A f f in i tä ts 
äußerung b e s te h e n , d ie  je d o c h  k a u m  m e ß b a r is t. D ie  g e b ild e te  V e r 
b indung is t  u n te r  den V e rs u c h s b e d in g u n g e n  s c h o n  be i. M o lb ru c h  
(,'4  zu  d is s o z iie r t.  D e n  n e g a tiv e n  A b w e ic h u n g e n  v o n  d e r
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v a n  L a a r  sehen K u rv e , n a c h  d e n e n  a u ch  in  a n d e re n  S ys tem en  noci 
s c h w a c h e  R e s tfe ld ä u ß e ru n g e n  v o rh a n d e n  w ä re n , w o lle n  w ir  keine 
B e d e u tu n g  b e ile g e n , da  gegen  d ie  H e ra n z ie h u n g  d e r v a n  L a a r’schen 
K u rv e  in  d ie se n  F ä lle n  B e d e n k e n  bes tehen , a u f d ie  w ir  weiter 
u n te n  n o c h  z u  sp re c h e n  k o m m e n .

U m  z u  p rü fe n , o b  d ie  n e g a tiv e n  A b w e ic h u n g e n  gegen die 
v a n  L a a r ’sche  K u rv e  den  Ä u ß e ru n g e n  e ines  R e s tfe ld e s  zuzuschreiben 
s in d  o d e r n ic h t, h a b e n  w i r  te rn ä re  S y s te m e  d e r  U n te rs u c h u n g  unter
w o r fe n ,  a ls de re n  d r it te  K o m p o n e n te  e ine  S u b s ta n z  g e w ä h lt war, 
d ie  m it  d e m  f lü c h t ig e n  S to ff, d e r  G e g e n k o m p o n e n te  des Dekahydro- 
n a p h th a lin s , ih re rs e its  e ine  M o le k ü lv e rb in d u n g  e in g e h t. W e n n  nun 
D e k a h y d ro n a p h th a lin  e in  R e s tfe ld  g e lte n d  m a c h t, so m uß  es die 
V e rb in d u n g s b ild u n g  d e r a n d e re n  b e id e n  K o m p o n e n te n  stören. Im 
a n d e re n  F a ll w ir d  es b lo ß  a ls n e u tra le s  V e rd ü n n u n g s m itte l in Er
s c h e in u n g  tre te n .

T a b e l l e  18. T a b e l l e  19.
M e th y la lk o h o l— P h e n o l. Ä th y la lk o h o l— P heno l.

1 —X p 'r p  A r 1 —X p 'r P  - li
0-25 24-0 11 • 1 — 12-9 0-25 11-0 4-4 — «■
0-40 38-4 21-4 — 17-0 0 • 40 17-6 9-8 — " ■ K
0 • 50 48-0 31 — 16-3 0 • 50 22-0 14-7 — 7-:i
0 ■ 60 57 • 6 44-2 13-4 0 • 60 26-4 20-9 — 5
0-75 72-0 63-6 — 8-4 0-75 33-0 29-9 — 3-1
1 -00 96 • 0 — 1 - oo 44-0 —

T a b e l l e  20. T a b e l l e  21.
Is o p ro p y la lk o h o l— P h e n o l. I s o b u ty la lk o h o l— Phenol.

1---.V' p 'r P  A r 1 — ;i' p 'r P  ‘—R

0-25 .10 • 2 1-8 8-4 0-25 0 ■ 5 — 1
0 • 40 16-4 6-2 — 10-2 0 • 40 3-4 1 • (> — l'R
0 • 50 20-6 10-6 - - 10-0 0-50 4-3 2 - 6 — i • r
0-60 24-8 16-2 — 8-6 0-60 3 • 6 — 1' lt
0-75 31-0 26-0 — 5-0 0-75 (i ■ 5 5-4 — 1-1
.1 ■ 00 41-2 — 1 - oo 8 • 0 —

T a b e l l e  22.
A c e to n -— P h e n o l.

1— A' p 'r p A r

0-25 44 • 9 6-1 — 38 ■ 8-
0-40 71-9 20-7 — 51 " 2
0-50 89-8 39-4 — 50 • 4
0-60 107-8 65-9 — 41-9
0-75 134-7 107-9 — 26 ■ 8'oo 179-63 - —
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Z u r  D u rc h fü h ru n g  d e r U n te rs u c h u n g  m u ß te n  d ie  G re n z w e rte , 
j_ h. das b in ä re  S y s te m  d e r b e id e n  a n d e re n  K o m p o n e n te n  fü r  d ie  
A ite its te m p e ra tu r  v o n  2 0 °  n e u  b e s t im m t w e rd e n , da n u r  M e s s u n g s 
resultate b e i t ie fe re n  T e m p e ra tu re n  V o rla g e n . E s  fo lg e n  d a h e r z u 
nächst e in ig e  b in a re n  S ys te m e .

D ie  T a b e lle n  23 b is  27 b e tre ffe n  d ie  te rn ä re n  S ys te m e . Im  
Kopf je d e r  T a b e lle  s in d  z u n ä c h s t d ie  d re i K o m p o n e n te n  a n g e 
geben, w e lc h e  das S y s te m  z u s a m m e n s e tz e n . T ie fe rs te h e n d  s in d  
jene b e id e n  K o m p o n e n te n  g e n a n n t, d e re n  V e rh ä ltn is  be i d e r V e r 
suchsreihe, w e lc h e  in  d e r z u g e h ö r ig e n  Z a h le n fo lg e  w ie d e rg e g e b e n  
ist, k o n s ta n t g e h a lte n  w u rd e . D as g e g e n s e itig e  V e rh ä ltn is  d ie s e r 
K o m p o n en ten  is t  in  M o le n  a u s g e d rü c k t.

T a b e l l e  23.

M e th y la lk o h o l— D e k a h y d ro n a p h th a lin — P h eno l.
Dekahydronaphthalin—Phenol = 1  1 3

1 —X p 'r P A r V A r

0-25 24-0 17-7 —  0-3 1 5 -ß — 8 ' 4
0-40 38-4 31 — (i ■ 7 31-1 — 7 • 3
0-50 48 • 0 43 • 7 -  4-3 42-4 — 5' ß
0-60 5 7 ■ 6 54 • 4 — 3 • 2 53-9 — 3-7
0 ■ 75 72-0 — 70-1 — 1 ' 9
r o o 96 • 0 — — —

W ie  s c h o n  frü h e r  b e m e rk t, is t  M e th y la lk o h o l m it  D e k a h y d ro 
n a p h th a lin  n ic h t  m is c h b a r. D e r  A lk o h o l n im m t b lo ß  5 %  des K o h le n 
w asse rs to ffs  au f. D ie s e r U m s ta n d  m a c h t s ich  a u c h  im  te rn ä re n  
System  m it  P h e n o l g e lte n d . G e rin g e  Z u s ä tz e  v o n  P h e n o l z u m  D e k a 
h y d ro n a p h th a lin  h a b e n  n u r  w e n ig  W ir k u n g .  S e lb s t w e n n  das V e r 
hä ltn is  v o n  D e k a h y d ro n a p h th a lin  z u  P h e n o l s c h o n  1 2 b e trä g t, 
tr itt n o c h  b e i M o lb ru c h  0 ‘ 6 E n tm is c h u n g  e in . E r s t  b e im  V e rh ä ltn is  
1 : 3 is t  das E n tm is c h u n g s g e b ie t v e rs c h w u n d e n . Im  G e g e n sa tz  d a zu  
w e is t das S y s te m , w e lc h e s  an  S te lle  v o n  M e th y la lk o h o l d e n  Ä th y l 
a lko h o l e n th ä lt,  k e in e  E n tm is c h u n g s s te lle  au f.

M a n  e rk e n n t d e u t l ic h  s o w o h l aus  T a b e lle  24  w ie  a u s  
Tabelle  23  das re g e lm ä ß ig e  A n s te ig e n  des D a m p fd ru c k s  b e i a b 
ne h m e n d e r M e n g e  des P h e n o ls . B e im  S }Ts te m  m it  Ä th y la lk o h o l is t 
'■las G le ic h g e w ic h t  z w is c h e n  D a m p fd ru c k e rn ie d r ig u n g  w e g e n  B ild u n g  
der M o le k ü lv e rb in d u n g  u n d  D a m p fd ru c k e rh ö h u n g  w e g e n  D is s o z ia t io n  
der a s s o z iie r te n  M o le k ü lk o m p le x e  b e im  V e rh ä ltn is  D e k a h y d ro 
n a p h th a lin  z u  P h e n o l = 1  1 e rre ic h t. A lle  S y s te m e  m it  w e n ig e r  
Phenol s in d  p o s it iv ,  a lle  S y s te m e  m it  m e h r P h e n o l n e g a tiv ..

Ä h n lic h  w ie  b e im  Ä th y la lk o h o l l ie g t  a u c h  b e im  Is o p ro p y l
a lko h o l d ie  D a m p fd ru c k k u rv e  d e s je n ig e n  S 3̂ stem s, in  w e lc h e m  das 
V e rh ä ltn is  v o n  D e k a h y d ro n a p h th a lin  z u  P h e n o l —  1 1 is t, na h e

©Akademie d. Wissenschaften Wien; download unter www.biologiezentrum.at



T a b e l l e  24.
Ä th y la lk o h o l — D e k a h y d ro n a p h th a lin — P h eno l.

Dekahydronaphthalin----Phenol = 1 3  1 1 1  2 1 3 1

i- p 'r P A r P A r P A R p A R P A R
0-2Ö 1 1-0 6-2 -  4-8 7-8 -  3-2 11-2 +  0-2 16-8 -I- 5 ■ 8 19-5 -4-8-5

0-40 17-G 12-5 5-1 13-8 — 3-8 17-7 +  0-1 25-0 +  7-4 26-9 +  9-3

0-50 22-0 18-3 — 3-7 19-1 — 2-9 22 • 3 -+-0-3 29-2 H - 7 - 2 30-4 +  8-4

0-60 26-4 23-0 — 3-4 24-1 — 2-3 26-4 ± 0 - 0 32-3 H- 5 • 9 33-4 - h  7 • 0
0 " 75 33-0 30-2 2-8 30-8 — 32-9 ( - 0 - 1 ) 35-4 H- 2 • 4 37-6 -1- 4-6
1■00 44•0

T a b e l l e  27 
A c e to n — D e k a h y d ro n a p h th a lin — P h e n o l.

Dekahydronaphthalin Phenol = 1 3  1 1 1  2 1 3 1

1—X p 'r P A  R P A r P A r P A r P A r

0 ‘ 25 44-9 io- +̂CCi 11 __32 • 2 19-6 — -3 29-9 — 15-0 48-9 - h  4- 0

0-40 71-9 28-8 — 43 ■ 1 34- 1 — 37-8
CO — 23-4 58-2 — 13-7 80-9 - h  9-0

0-50 89-8 51 — 38-3 56-9 — 32-9 70-0 19-8 79-8 — 10-0 100- - h  10-4
0-60 107-8 74 • 5 — 33-3 80*1 — 27-7 91-3 — 16- 99-7 — 8-1 116-4 - h  8-6
0 ; 75 

1-00

134-7
179-63

111-9 22-8 115-1 19-0 1 24 • 3 — 10-4 129- — 136-7 -h  2-0
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jer th e o re tis c h e n  L in ie .  S y s te m e  m it  m e h r P h e n o l fa lle n  d a ru n te r , 
m ehr D e k a h y d ro n a p h th a lin  d a rü b e r. E in e  E n tm is c h u n g  t r i t t  

nicht auf.
T a b e l l e  25.

Is o p ro p y la lk o h o l— D e k a h y d ro n a p h th a lin — P h e n o l.
Dekahydronaphthalin Phenol 1 2  1 1  2 1

P'r P P A r P A r

0 - 2 5 10-2 7-0 — 3-2 11-0 H- 0 ' 8 13-8 -+- 3-6
U'40 16-4 12-8 — 3-6 16-8 - b  0*4 19-4 -+-3-0
(i'50 20'6 17-8 — 2-8 20-8 +  0 - 2 23-0 H - 2 - 4
0 ■ 60 24-8 2 2 ' 8 — 2-0 25-0 H - 0 ' 2 26-8 - 4-2-0
ri-75 31 -0 3 0 ' 6 — 0-4 31-2 +  0 - 2 32-4 H -  1 - 4

1 - 0 0 41-2 — — — — .— —

T a b e l l e  26.

Is o b u ty la lk o h o l— D e k a h y d ro n a p h th a lin — P h e n o l.
Dekahydronaphthalin Phenol = 1  1 1  1

1 —r p 'r V A r P A r P

<]

ii'25 2' 2 1-4 — 0-8 1 — 0-5 2-5 H - 0 - 3
0-40 3-4 2' 2 — 1 3-1 — 0 '3 3-8 H - 0 - 4
0-50 4-3 3-2 — 1-1 4-1 — 0-2 4-9 —1— 0 * 5
0-60 5-2 4-3 — o-o 4- 9 — 0-3 5 -4 H - 0 ‘2
f'-75 (5 • 5 5 ‘ 6 — 0-9 6-2 — 0-3 6-9 H- 0' 4
1-00 8-6 — — — — —

Q u a li ta t iv  s in d  d ie  V e rh ä ltn is s e  a u ch  b e i den  S y s te m e n  m it 
Is o b u ty la lk o h o l e rh a lte n  g e b lie b e n , d o c h  w e rd e n  d ie  D a m p fd rü c k e  
bei 20° sc h o n  so g e r in g , daß s ie n u r  m e h r s c h w ie r ig  z u  m e sse n

s*nd u n d  d ie  U n te rs c h ie d e  v o n  V e rs u c h s fe h le r  b e e in flu ß t e rs c h e in e n . 
T ro tzdem  e rk e n n t m a n  n o c h  im m e r d ie  g le ic h e n  R e g e lm ä ß ig k e ite n  
vyie b e i d e n  ä n d e rn  A lk o h o le n .  Is o b u ty la lk o h o l z e ig t  k e in e  E n t 
m ischung.
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D ie  a llg e m e in e  L a g e  d e r D a m p fd ru c k k u rv e n  be i den  S ys te m ^ 
m it  A c e to n  e n ts p r ic h t  dem  b e re its  f rü h e r  fe s tg e s te llte n  Verhalte-i  
d ieses K e to n s . D a  er g e g e n ü b e r P h e n o l e in  k rä f t ig e s  R e s tfe ld  gelten

m a c h t, w ir d  e rs t d ie je n ig e  K u rv e  p o s it iv , d ie  e in e m  V e rh ä ltn is  von 
D e k a h y d ro n a p h th a lin  z u  P h e n o l =  3 1 e n ts p r ic h t, w 'äh rend  alle 
ä n d e rn  K u rv e n  n e g a tiv  s ind .

E in e n  Ü b e rb l ic k  ü b e r  a lle  te rn ä re n  S y s te m e  g e b e n  d ie  Figuren
1 b is  5, w e lc h e  d ie  D if fe re n z k u rv e n  sa m t den  G re n z w e rte n  darstellen.

M a n  k a n n  aus den  K u rv e n  ke in e  A n d e u tu n g  d a fü r  entnehmen, 
daß das D e k a h y d ro n a p h th a lin  s e in e rs e its  e in  R e s tfe ld  g e g e n ü b e r den 
f lü c h t ig e n  K o m p o n e n te n  g e lte n d  m a c h t. W e n n  d ies  d e r F a ll wäre,
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müßten d ie  M in im a  d e r K u rv e n  n a ch  h ö h e re n  M o lb rü c n e n  z u  v e r 
sch o b en  se in , da  d e r T y p u s  d e r e v e n tu e ll v o rh a n d e n e n  M o le k ü l-  
Verbindung n u r  1 1 s e in  kö n n te . D ie  B ild e r  z e ig e n  a b e r d e u t lic h ,
jaß die M in im a  in  a lle n  S y s te m e n  la n g sa m  m it  s te ig e n d e m  D e k a - 
hyd ro n a p h th a lin g e h a lt n a c h  k le in e re n  M o lb rü c h e n  w a n d e rn  u n d  be i 
den p o s it iv e n  K u rv e n  s ic h  in  M a x im a  fo rts e tz e n , d ie  e tw a  b e i M o l
bruch 0 - 2 5  lie g e n . E s  v e rs c h ie b t s ich  a lso  das M in im u m  je d e r  
Grenzkurve v o n  0  33 z u  e in e m  M a x im u m  b e i 0  25. D ie se s  V e r 
halten e n ts p r ic h t d u rc h a u s  d e n  E rs c h e in u n g e n , w e lc h e  z u  e rw a rte n  
sind, w e n n  D e k a h y d ro n a p h th a lin  n u r  e in  n e u tra le s  V e rd ü n n u n g s 
mittel d a rs te llt. W i r  m ü s s e n  a lso  a n n e h m e n , daß D e k a h y d ro 
naphthalin g e g e n  s a u e rs to ffh a lt ig e  o rg a n is c h e  S to ffe  d e r u n te rs u c h te n

Art k e in  R e s tfe ld  b e tä t ig t  u n d  daß d a h e r d ie  B e z u g n a h m e  a u f  d ie  
R ao u lt-va n ’t  H o f fs c h e  F o rm e l fü r  u n se re  Z w e c k e  r ic h t ig e re  E rg e b 
nisse l ie fe r t  a ls d ie  Z u g ru n d e le g u n g  d e r v a n  L a a r ’sch e n  K u rv e .

W ir  h a b e n  im  L a u te  u n s e re r U n te rs u c h u n g e n  d ie  v a n  L a a r ’sche  
Kurve fü r  e ine  g ro ß e  A n z a h l v o n  S y s te m e n  b e re c h n e t u n d  d abe i 
gefunden, daß s ie  im  a llg e m e in e n  re c h t w e n ig  v o n  d e r R a o u lt-  
van’t H o f fs c h e n  L in ie  a b w e ic h t. E s  k o m m e n  a b e r F ä lle  v o r ,  w o  
diese A b w e ic h u n g e n  g ro ß  w e rd e n  u n d  d a n n  z e ig t s ich , daß d ie  
nach v a n  L a a r  g e re c h n e te  K u rv e  e inen  u n m ö g lic h e n  V e r la u f  n im m t. 
Dies g i l t  in s b e s o n d e re  fü r  d ie  S y s te m e  m it  M e th y la lk o h o l.  A u c h  das 
System M e th y la lk o h o l— D e k a h y d ro n a p h th a lin  (T a b e lle  8) lä ß t W e r te  
für p'L e rk e n n e n , d ie  ü b e r  d e m  D a m p fd ru c k  des re in e n  M e th y l
a lkoho ls  lie g e n  u n d  d a h e r n ic h t  z u tre ffe n  k ö n n e n . In  d e r T a b e lle  
sind d iese  W e r te  e in g e k la m m e rt.

U m  d ie  E rs c h e in u n g  n ä h e r z u  v e r fo lg e n , h a b e n  w i r  z e h n  
weitere S y s te m e  m it  M e th y la lk o h o l n a c h  v a n  L a a r  b e re c h n e t, 
’-ind z w a r :
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Methylalkohol— Benzol. Methylalkohol— Schwefelkohlenstoff
— «-Hexan. —Äthyläther.

— Essigsäuremethylester. — Aceton.
— Essigsäureäthylester. —Tetrachlorkohlenstoff
— Chloroform. —Äthylalkohol.

W ir  w o lle n  a u f  d ie  W ie d e rg a b e  d e r u m fa n g re ic h e n  Zahlen
re ih e n  v e rz ic h te n  u n d  u n s  n u r  a u f  d ie  M it te i lu n g  b e sch ränken , dal]

d ie  R e s u lta te  o f fe n s ic h t l ic h  u n z u tre f fe n d  s in d . E in e  d e r H aup t
u rs a c h e n  is t  z w e ife llo s  d ie  A s s o z ia t io n  des M e th y la lk o h o ls ,  doch 
d ü r fte  d ie s  n ic h t  d e r a lle in ig e  G ru n d  se in . Z u r  K lä ru n g  d e r Frage 
m ü s s e n  n o c h  w e ite re  U n te rs u c h u n g e n  a n g e s te llt w e rd e n . Jedenfalls 
le h re n  a b e r d ie  E r fa h ru n g e n , daß m a n  d ie  v a n  L a a r ’sche  Kurve 
n ic h t  in  a lle n  F ä lle n  a ls  B e z u g s k u rv e  v e rw e n d e n  k a n n  u n d  ins
b e so n d e re  d a n n  n ic h t ,  w e n n  s ie  v o n  d e r R a o u lt-v a n ’t  H offsch en  
e rh e b lic h  a b w e ic h t . In  a lle n  a n d e re n  F ä lle n  is t  a b e r d e r U n te rsch ied  
z w is c h e n  den  b e id e n  K u rv e n  so g e r in g , daß er fü r  e xpe rim en te lle  
A rb e ite n  k a u m  in  F ra g e  k o m m t. M a n  k a n n  d a h e r aus einer
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B ezugnahme a u f d ie  v a n  L a a r ’sche  K u rv e  p ra k t is c h  k e in e n  V o r te il 
ziehen u n d  es z e ig t s ich , daß d ie  e in fa c h e  F o rm e i v o n  R a o u l t -  
^an ’t H o f f ,  d ie  b is  je tz t  n o c h  in  k e in e m  F a ll  z u  e in e m  m it  dem  
E xperim ent u n v e re in b a r lic h e n  R e s u lta t g e fü h r t  ha t, v o llk o m m e n  g e 
nügt u n d  s ic h e re r is t.

Ü b e rb lic k e n  w ir  n u n  a u f  G ru n d  d ie se r Ü b e r le g u n g e n  d ie  
Resultate u n s e re r M e s s u n g e n  an  den  S y s te m e n  m it  D e k a h y d ro 
naphtha lin , so e rg ib t  s ich , daß d ie s e r K ö rp e r  n u r  m it  C h lo ro fo rm  
noch A n z e ic h e n  d e r B i ld u n g  e in e r M o le k ü lv e rb in d u n g  g ib t. D ie  
A ffin itä t is t a b e r ü b e ra u s  g e r in g , da d ie  V e rb in d u n g , s o w e it  d ie 
schon n a h e  an d e r V e rs u c h s fe h le rg re n z e  lie g e n d e n  u n d  d a h e r u n 
sicheren M e s su n g e n  ze ig e n , m in d e s te n s  z u  9 9 1/ 2%  d is s o z iie r t  i s t  
Dieses R e s tfe ld  s te h t im  E in k la n g  m it  d e m  b e im  T e tra h y d ro n a p h 
thalin g e fu n d e n e n , b e trä c h t l ic h  s tä rk e re n  R e s tfe ld . B e i M o lb ru c h  0  • 5 
weist d ie  V e rb in d u n g  T e tra h y d ro n a p h th a l in — C h lo ro fo rm  e in e  D is 
soz ia tion v o n  8 7 '8 0/ 0 auf-

D as  v o n  u n s  fe s tg e s te llte  a llg e m e in e  V e rh a lte n  des D e k a - 
n y d ro n a p h th a lin s  s t im m t m it  d e r A n g a b e  v o n  L e r o u x 1 ü b e re in , 
nach w e lc h e r  es n ic h t  g e lu n g e n  is t, e ine  M o le k ü lv e rb in d u n g  z w is c h e n  
D e k a h y d ro n a p h th a lin  u n d  d e m  s o n s t s e h r re a k t io n s fä h ig e n  1 ,2 ,4 ,6 - T r i-  
n itropheno l a u fz u f in d e n .

i  C. r. 139, 674 (1904).
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