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Therefore the indications are that the transitory
phosphorylation product is either unstable or
remains enzyme-bound. The results presented
support the concerted mechanism shown below.
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TERPENOIDS. XL.! ABSOLUTE CONFIGURATION
OF EREMOPHILONE?
Sir:

The relative configuration of eremophilone (I)3
has been established recently* by relating it, as well
as naturally occurring?® hydroxyeremophilone (111a),
to hydroxydihydroeremophilone (II),* which al-
ready has been submitted to X-ray analysis.?
In order to gain insight into the biogenetic pre-
cursor of these three sesquiterpenes (I,1I,11Ia)
which do not follow the isoprene rule, it was neces-
sary to determine tlieir absolute configuration and
this now has been accomplished.

The (4 )-antipode of IV of known absolute
configuration® upon treatment with methyl lithium
and acid cleavage afforded (- )-trans-2-keto-4,10-
diniethyl-A%f-hexahydronaphthalene (V) (m.p. 42—
44°, NIQH 236 my, log € 4.02, rotatory dispersion
curve very similar to that” of analog lacking C-4
methyl group; anal. found for Cio:HyeO: C, 81.68;
H, 9.18). Palladium-catalyzed hydrogenation of
V in the presence of alkali provided (-)-trans-
4,10-dimethyl-Ab-octalone-28 (b.p. 110-111° (1.5
mm.), negative R.D. Cotton effect; anal. found
for CpHy0: C, 81.16; H, 10.18). Wolff-Kishner
reduction led to (- )-trans-1,9-dimethyl-Ab-octa-
lin,® which was transformed with perbenzoic acid
to the 6a,7a-epoxide,® reduced with lithium alumi-
num hydride to the alcohol® and oxidized to (+)-
trans-5,10-dimethyldecalone-2 (m.p. 29-30°, posi-
tive R.D. Cottoun effect (amplitude reduced
689, upon addition of HCl—see ref. 8); anal.
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found for CuH3O: C, 79.72; H, 10.95). Conden-
sation with ethyl oxalate and sodium hydride gave
the glyoxalate,” which was decarbonylated ther-
mally in the presence of powdered glass to (4 )-
trans - 3-ethoxycarbonyl- 5,10 - dimethyldecalone-2
(b.p. 65° (0.01 mm.)), purple ferric chloride test;
anal. found for CysHxO3: C, 70.89; H, 9.14).
Conversion to the cycloethylene ketal,® treatment
with methylmagnesium iodide and dehydration of
the crystalline (m.p. 55-60°) carbinol with phos-
phorus oxychloride in pyridine yielded (+)-
trans-2-ethylenedioxy-3-isopropenyl-5,10-dimethyl-
decalin (VI) (b.p. 90-105° (0.1 mm.), AJHS"
6.08, 11.15 p; anal. found for Ci7HyO,: C, 76.94;
H, 10.89). Hydrogenation of VI provided (+4)-
trans-2-ethylenedioxy-3- isopropyl - 5,10 - dimethyl-
decalin,® which was cleaved with hydrochloric
acid-methanol to frans-3-isopropyl-5,10-diniethyl-
decalone-2 (VII) (b.p. 75-85° (0.04 mm.), infrared
spectrum unchanged after equilibration with
alkali, positive R.D. Cotton effect with peak at
la 3B, +530° (¢, 0.21); anal. found for
CisHgO: C, 80.79; H, 11.69; yellow 2,4-dinitro-
phenylhydrazone, m.p. 169-172°).

In order to provide an experimental connection
with VII, hydroxyeremophilone (IIIa)—which has
already been related®* to eremophilone (I)—in the
form of its methyl ether IIIb® was hydrogenated
with palladium-charcoal in ethanol solution to its
tetrahydro derivative.® Equilibration of the latter
with alkali followed by demethoxylation with
caleium in liquid ammonia led to trans-3-isopropyl-
5,10-dimethyldecalone-2 (VII), identical in all
respects (including rotatory dispersion curve with
posttive Cotton effect) with the above-described
synthetic specimen.

N
H
ILR-H 11Ia,R=H VII
1I,R =OH(¢rs~ring b,R=CH;, T
juncture without !
double bond) .
¢}
e~ =
— —
: OCH;, : 0 [o ‘
; H
HIV H A VI

These interconversions demonstrate that eremo-
philone and its relatives possess the absolute
configurations'® implicit in stereoformulas I, II and
I1Ia and that the eudalenoid biogenetic precursor!!
has the same absolute configuration as eudesmol.!?
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THE OUTER SPHERE ACTIVATED COMPLEX IN THE
REDUCTION OF Co(IIl) SPECIES!
Sir:

In much of the work done on oxidation-reduction
reactions of Cr(II), the role of the bridged activated
complex has been emphasized.?34% In particular,
when Co(IIT) or Cr(I11I) complexes are oxidizing
agents, proof has been adduced that the reactions
proceed through activated complexes in which there
is interpenetration of codrdination spheres. We
now report the results of experiments using a com-
plex of Cr(II) which reacts by means of activated
complexes in which there is no interpenetration in
the same sense.

The reaction of Crttaq. with Co(NHj)s*++
is slow? and the specific rate at 25° at p = 0.41
(Cl— as the anion) has now been measured as
0.16 m.”! min.”!. However, when Cr*taq.
is converted to Cr(dip); T+ (dip = 2,2’ bipyridine),
the rate of the reaction is much increased. Thus
at ¢ = 0.20 (NaCl) and 25°, the specific rate of
the reaction between Cr(dip);*+and Co(NH;)e+++
is 1.5 X 10* m.~!min.~!. The rate is independent
of the concentration of 2,2’ pyridine as long as a
sufficient excess is present, and it is independent of
pH over a considerable range, 5.5 to 3.5. It has
been shown that 3 bipyridine groups are associated
with each Crt+ under these conditions, and that
the chromium product is Cr(dip)st*++. At low
pH, the rate of the reaction increases, presumably
because Cr(dip)*+ or Cr(dip)s™t+ reacts with
Co(NH;)st++ even more rapidly than does Cr-
(dip)s*+.
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The interest in the observation we report is not
so much that 2,2’-bipyridine so markedly in-
creases the reactivity of Cr*+ for Co(NHjs)e™*™,
but rather that it opens up the possibility of study-
ing the reduction of the large class of Co(IlI)
complexes by a reagent which acts retaining an
intact codrdination sphere. Considerable work
with Cr**aq., which with all Co(III) complexes
studied except Co(NHj)st++and perhaps Co(NHs)s-
OH,*+++ makes use of a bridged activated complex,
has already been done. Thus a systematic study
can be made of the influence on the rate by each of
the distinct mechanisms of changing the composi-
tion of the oxidizing agents; furthermore the chemi-
cal and isotopic effects characteristic of each type
of mechanism can now be assessed. It perhaps
needs to be emphasized that Co(III) complexes
qualify especially for these studies because they
undergo substitution slowly.

It is interesting to note that even when a bridged
activated complex is mnot involved, Co(NHj)s-
OH,*+++ reacts with a reducing agent much more
rapidly than does Co(NHj)e™**, and the rate
ratio using Cr(dip)s*+ is ca. 90. On changing the
solvent from H,O to D;0, the rate at which Co-
(NH;)et++ reacts with Cr(dip);*+ is reduced by
less than 109, but a slight decrease, ca. 309, 1s
noted when Co(NHj)¢*t++ is used as oxidant.
However, when Co(NH;);OD,*T++ reacts in DO
the rate is decreased by a factor of ca. 2.5 from the
rate for Co(NH;);OH,*t*++ in H,O (this rate ratio
can be compared to the decrease of 3.9 observed®
in making a similar comparison with Cr+**aq. as
reductant). A striking difference between the two
kinds of mechanisms is in the sensitivity to the
change from Co(NH;);OH,+++ to Co(NH;)sOH++,
This change occasions an increase in specific rate
by a factor of ca. 107 when Cr**aq. is the reduc-
tant,® but by less than 100, and perhaps by as
little as 10, when Cr(dip);* ™ reacts.
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Nouveau Traité de Chimie Minerile. TomelIV. GroupII:
Glucinium — Magnesium - Calcium- Strontium— Baryum —
Radium. PAuL PascaL, Membre de I’Institut, Professeur
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The preparation of a systematic and encyclopaedic treatise
on inorganic chemistry was no trifling job, seventy-five
years ago; every decade that has passed since then has
made it a progressively more daunting enterprise. The
Arcadian simplicity of Roscoe and Schorlemmer and the
earliest editions of Gmelin have given place to multi-volume
productions of size and price so formidable as to restrict
them almost automatically to the institutional market.
The reviewer is inclined to regard the 1908-1937 edition of

Abegg-Auerbach as the last comprehensive account of
inorganic chemistry that hud some claim to readability;
those skeptical of the validity of such a claim are reminded of
Donnan on copper. Mellor’s treatise, staggering as the
single-handled labor of a sexagenarian with little more than
secretarial assistance, is known to all of us as a mine of
information and references on early experimental observa-
tions but it is only intermittently readable. The gallant
attempt of Yost and Russell to use a portion of the Periodic
Table to illustrate how a modern systematic treatise on
inorganic chemistry might be written has been much and
justly admired; but their effort has, alas, provoked no ‘‘en-
vious fever of emulation.”’

The encyclopaedic treatise is here to stay unless it is
doomed to ultimate displacement by the punch-card. Since
no sich work is likely to complete a cycle of revision in less



