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Introduction

Since the importance of the hydrogen bond in the chemical
bond was recognized by Pauling, the phenomena of hydrogen bonding
have been given considerable attention by chemists and physicists
for almost fourty years._ Even though so many works have been
published to elucidate the nature of hydrogen bond, we are still
lacking a great deal of the quantitative understanding. Further,
the importance of the hydrogen bond associated with the energy
transfer and the replication process will be increased in the
field of the molecular biology and biochemistry.

In a last decade, the rapid progress in spectrophotometers
enables us to approach to the micro-structure and dynamic
properties of the hydrogen bond. Moreover, the development of
» large scale computer has offered facilities for mathematical
treatment such as molecular orbital calculation and normal coordi-
nate analysis.

Among recent physico-chemical methods,vibrational spectra
have provided as the most powerful tools for the elucidation of
the nature of the hydrogen bond, It should be noted, however,
that previous vibrational studies have concentrated on the
stretching band in the higher frequency region, and rather little
information is reported for the lower frequency vibrations such

as O-H----- 0 and bending of O-H---- 0.



Further, the lower frequency appears in the region of far
infrared, where one can not perform a correct assignment any
more as in higher region according to the concept of the group
vibrations. Consequently, the theoretical analysis of the
vibrational spectra can be made in aid of normal coordinate
analysis. This permits one to calculate the force constants
which represent the magnitude of inter-atomic forces in molecule.
If the force constants relating to O-H-- - 0 system are obtained
for a series of compounds, they can serve as a measure of the
relative strength of the hydrogen bond.

Extensive investigations on tautomeric equilibrium of
B-dicarbonyls have been carried out by organic and physical
chemists. Nevertheless, there have never been reported for the
comprehensive and conclusive wofks on intramolecular hydrogen
bond itself of the enol form of B-dicarbonyls involving

m-conjugative systems. Quasi aromatic properties of the
chelate ring is of particular interest in view of structural
chemistry and its reactivity. It is still pending problem
whether the participation of vacant 2p-orbital of hydrogen can
construct 6m-electrons system or not, as has been proposed by
Shigorin.2 Therefore, even though phenomena are familiar to us,
attractive and challengeable problems to be solved have been
accumulated in modern chemistry.

Chapter I 1is concerned with the study on the linear hydrogen

-2-



bond of acidic carbonate ion. Normal coordinate analysis has
been carried out to analyse theoretically vibrational spectra
using Urey-Bradley force field. It has been established that
the resultant force constants in connection with the hydrogen
bonding are correlated with the distance of O-------0. A nature of
bend type hydrogen bond associated with mw-conjugative system
such as acetylacetone is quite different from that of linear

hydrogen bond as has been introduced in the first chapter. Thus,

in Chapter II, the author studies the theoretical treatment of the
vibrational spectra of the enol form of B-diketones. The chemical
shifts of enol proton of enol are coorelated with the chelated
carbonyl stretching vibtations. This chapter includes the first
observation of intramolecularly hydrogen bond stretching mode
which is theoretically determined by the potential energy distrib-
ution.

Chapter ITI deals with the studiés on the electronic effect
of 3-substituents on the chelate ring of 2,4~pentanedione (acetyl-
acetone). It has been proposed that the participation of vacant
2p-orbital of hydrogen atom is not necessary to explain electronic
effect of substituents.

The marked prm-dm conjugative stabilization of sulfur directly
linked to the chelate ring and easier synthetic pathway with sulfur

nucleophile are presented in Chapter IV. In Chapter V, the first

succesful nucleophilic substitution reaction of trivalent metal



acetylacetonates has been reported. The reaction mechanism is
interpreted considering the effect of solvents and substituents.

Chapter VI treats with cyclopropyl conjugation with the
chelate ring in comparison with the corresponding iso-propyl
substituted B-diketones at the both ground and electronically
excited states. Its effect on the copper complexes of R-diketones
is discusseéd in the same chapter.

In Chapter VII, the molecular orbital calculation of enolate

ijon of B-dicarbonyls in Huckel and Self-Consistent Field
approximation pgg carried out in order to study the electronic
structure which is strongly purturbed by intramolecular hydrogen

bond.

In Chapter VIII, the theory of normal coordinate analysis

is briefly introduced. 1Its application has been demonstrated for
two highly enolized 3-substituted-2,4-pentanedione. Resultant
force constants show good agreement with the results of nmr

spectra.
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1.1 Summary

The infrared spectra of potassium acid carbonate and its
deutero analog have been obtained from 4000 to 160 cm—l.
The Raman spectrum of the latter has also been obtained in the
crystalline state. A normal coordinate analysis has been car-
ried out to estimate the force constants as well as to make
theoretical“band assignments. The infrared bands of the non-
deuterated compound at 2620, 1405, and 248 cm—l have been
assigned to the O-H stretching, O-H--- 0 in-plane bending,
and O----~H stretching coupled with C=0 bending modes, respec-
tively. The corresponding force c/ nstants are: O-H stretching,
3,20, O-H------ 0 bending, 0.22, and O----- H stretching,
0.76 mdyn/g. Plots of these force constants versus O-H:--------0

distances for three compounds thus far investigated yield a

linear relationship for each force constant.

1.2 Introduction

In previous papers of this series, we have reported
normal coordinate analyses of acetic (and formic) acid dimerl
and of the acid maleate ionz; the O-H------ O bond of the former
is relatively long (2.74 R), whereas that of the latter is
extremely short (2.44 X). It is, therefore, of particular
interest to carry out a normal coodinate analysis of a hydro-
gen-bonded compound which has an O-H------0 bond of intermediate

length, and to investigate the variation of force constants
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as a function of the O-H------ O distance. According to the results
of an x-ray analysis,3 the acid carbonate ion in KHCO3 is dime-
rized through O-H------0 bonds 2.61 X long, to form a ring struc~
ture similar to that of acetic acid dimer. Therefore, crystal-
line potassium acid carbonate serves as an ideal compound for
this study.

and KDCO., have been studied

3 3
4 .5 6
by Tarte, Ryskin,” and Novak et al. Among these, the last

The infrared spectra of KHCO

investigators have made the most complete band assignments in
the NaCl region. However, no infrared spectra have yet been
obtained below 600 cm—l where the O-------H stretching and ring
deformation modes may appear. The Raman spectrum of crystalline
KHCO3 has been obtained by Couture—Mathieu.7’8 No Raman data,

however, are yet available for crystalline KDCO

3"
In this paper, we report the infrared spectra of KHCO3
and KDCO3 from 4000 to 160 cm_l and the Raman spectrum of the

latter in the crystalline state. We also describe the results
of a normal coordinate analysis of the acid carbonate ion, and
discuss the force constants of the O-H--------0 system in connec-

tion with our previous papers.”’



1.3 Experimental
Preparation of Compounds

Potassium acid carbonate (KHCO3) was purchased from
Fisher Scientific Company, Chicago, and recrystallized from
aqueous solution by passing in CO2 gas below 70°C. KDCO3
was obtained by dissolving crystalline K2003 in D20 and
passing in CO~2 gas. Both compounds were dried in an atmos-
phere of COZ'

Spectral Measurements

The infrared spectra were (btained by using a Perkin-
Elmer Model 21 infrared spectrophotometer (4000-650 cm 1),
a Beckman Model IR 7 infrared spectrophotometer equipped with
CsI optics (700-250 Cm-l), and a Perkin-Elmer Model 301 far-
infrared specrophotometer (320-160 cm—l). The KBr~disk method
was employed for the range between 4000 and 650 cm—l, whereas
the Nujol mull technique was used with CsI and polyethylene
windows for the ranges between 700 and 250 cm—l and between
320 and 160 cm—l, respectively.

The Raman spectrum of KDCO3 was obtained by using a
Cary Model 81 Raman spectrometer with a single crystal of
KDCO3 of approximately 10 x 7 x 2 mm. The 10 Raman lines

listed in Table II were observed in the region 2000 to

200 ca L.



Procedure of Calculation

3

As noted above, the X-ray analysis of crystalline KHCO3

definitely indicates that the HCO3

ion is dimerized through
the O-H O bonds to form a ring structure such as shown in
Fig. 1. Therefore, the procedure of calculation used for acetic
acid dimerl can be used with slight modification. Although the
molecular model shown in Fig. 1 has C2h symmetry, the spectra
obtained in the crystalline state should rather be interpreted on
the basis of Ci symmetry, since the site symmetry of the (HCO

ion is known to be Ci6. Under Ci symmetry, the 9Ag and 3Bg vi-

3)22'

brations of the C2h model are grouped into the Ag species, and
the 4A, and 8B, vibrations are grouped into the A, species.
Nevertheless, we adopted the Cop model in our calculation, because
errors due to neglect of the effect of crystal enviromment on
internal vibrations are within the tolerances required for meaning-
ful interpretation of force constants in this paper.

We have calculated only the in-plane vibrations (9Ag + 8Bu)
because most out-of-plane bending vibrations are expected to
appear below 200 cm-l except the O-H---0 and CO3 skeletal bending
modes, which can be identified on an empirical basis. The
G-matrix elements were evaluated using the molecular parameters
obtained from X-ray analysis3: C=03, 1.28 A; c-0,,

l_H“".uoz, 2,61 A; the O—H1 distance was

estimated to be 1.05 A by using the relationship, '"O-H distance

1.33 A;

Ce=s220,, 1.32 A; O
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versus O-H-----0 distance" developed by Lippincott and Schroeder.9
All the angles were taken as 1200, except w, which was taken as

180°.

The F-matrix elements were expressed by using the modified
Urey-Bradley force field described in our previous paper.

Table I lists the best set of force constants obtained for
the (HCO3)22_ ion. In Table II the calculated frequencies ob-
tained by using this set of force constants are compared with
those observed for KHCO3 and KDCO3. The agreement with observed

frequencies is quite satisfactory, the maximum deviation being

5.0 % (for v, of KHC03), and the average deviation for 32 observ-

1
ed frequencies being 1,9 %Z. Table II also gives the theoretical

band assignments obtained from the calculation of potential-

energy distribution in each normal vibration.

1.4 Results and Discussion
Frequencies and Band Assignments
Figure 2 illustrates the infrared spectra of crystalline
KHCO3 and KDCO3 from 3500 to 160 cm_l. These spectra are similar

in general features, but different in fine detail from those
published by previous investigators. ~”  For example, Novak
et al.6 reported four bands at 3070, 2940, 2720, and 2620 cm—l

for KHCO,, and assigned the former two bands to the combinations

3’
between O-H:------0 bending and C==+=0 stretching, and the latter

two bands to the O-H stretching modes. We have observed only

two distinct bands at 2920 and 2620 cm—l, and have assigned

-11-



the former to the same combination band (O-H----0 bend plus

C s 0 stretch), and the latter to the O-H stretching band(vlo).

The latter frequency is in good agreement with that predicted
from the correlation diagram, '"O-H stretching frequency versus
o-H----- 0 distance",lO which gives a frequency of ~~ 2600 cm_l for
a distance of 2.61 A. The 0-H stretching force constant was

adjusted to minimize the errors of v, and v of KHCO3 and KDCO

1 10 3°

as seen in Table II. As in the case of the 2920—cm_1 band of
KHCO3, the infrared band at 2240 cm.-1 of KDCO3 is assigned to a

combination band.

Crystalline KHCO, exhibits two strong bands of almost equal

3
intensity at 1650 and 1618 cm_l; Novak et al.6 previously assign-

ed the former to the C=0 stretching and the latter to the overtone

of the out-of-plane bending mode of the CO3 skeleton at 830 cm—l.

However, our calculation gives a better agreement for the Raman-
. . -1
active C=0 stretching mode (v2) if the band at 1618 cm is

assigned to the C=0 stretching mode (v Although the infrared

ll)'

spectrum of KDCO, exhibits three bands (1652, 1615, and 1585 cm-l)

3
in this region, the strongest band at 1615 cm_l is assigned to
the fundamental for the same reason.

Previously, Novak et al.6 assigned the infrared bands at
1405 and 1367 cm_l of KHCO3 to the coupled vibrations between
the O-H------0 in-plane bending and the C==—=0 stretching modes.

Calculation of potential energy distribution indicates that the

-12-



former (vlz) is an almost pure O-H----0 bending mode whereas the
latter (vl3) consists of C-0 stretching (38 %), C——0 stretching
(32 %) and O-H------0 bending (30 %) modes. Upon deuteration, Vi,
is shifted to 1050 cm_l whereas Viq is shifted to a slightly
higher frequency (1392 cm_l). Because of the shift of 0-H'-----0
in-plane bending band tc a lower frequency, Vi3 of KDCO3 consists
of C-0 stretching (60 %) and C==0 stretching (40%). Correspond-
ing to these infrared active modes, the Raman spectrum of KHCO3
exhibits two lines at 1448 and 128: cm—l; the former is the pure
O-H------ 0 bending (v3), whereas the latter is a coupled vibration
between C—=- 0 and C-0 stretching modes (v4). Upon deuteration,
the former is shifted to 1054 cm—l whereas the latter stays at
almost the same frequency as before.

The infrared spectrum of KHCO, exhibits two bands at 1001

3

and 988 cm_l. The former is the C-0 stretching coupled with the

out~-of-plane bending mode which was not calculated in this paper.
The latter assigmment is supported by the correlation diagram,
"O-H----- 0 out-of-plane bending frequency versus O-H----- 0 dis-

tance",ll which predicts a frequency of ~r 965 cm—l for a distance

of 2.61 A. Upon deuteration, this band is shifted to "~ 665 cm_l,

1

which is partly hidden by a band at 688 cm (vls). However, V14

of KHCO, is shifted only slightly to a lower frequency (985 cm_l)

as predicted from the calculation. The Raman-active mode corre-
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sponding to vq,1is V5 which appears strongly near 1025 em b in
both the compounds. However, the Raman lines corresponding to
the 0-H-0 and 0-D-0 out-of-plane bending modes were not observed.
The bands at 830 cm—l in the infrared spectra of both the
compounds are definitely due to the out-of-plane bending mode of

the CO3 skeleton. This band is always observed between 880 and

800 cm_l in a number of metal carbonates.12 The corresponding
Raman lines appear near 830 cm_l in both the compounds.

The bands at 698 and 655 cm_l in the infrared spectrum of

KHCO, are assigned to the C=0 in-plane bending coupled with the

3

0-----H stretching (vls) and the 01CO bending (le) modes, respec-—

2

tively. As expected, these frequencies do not change appreciably
upon deuteration. The corresponding Raman lines were observed at
676 (v,) and 635 (v) cm ' for KHCO,, and at 666 (v ) and 616 (v.)

cm_l for KDCOB. According to the potential-energy distribution,

v, is mainly the OlCO bending mode, and v_, the C=0 in-plane ben-

6
bending mode in KHCO

2 7
3¢

As is seen in Fig. 2, neither of the compounds exhibit any
distinct bands between 600 and 300 cm—l. By extending our measure-
ments down to 160 cm_l, we observed only two bands at 248 and
186 cm_l for both the compounds. The potential-energy distribution
indicates that the former is the O----H stretching coupled with

the C=0 bending mode (vl7). However, the latter does not corre-

spond to any calculated frequency. It may be one of the out-of-
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plane ring-deformation modes which were not calculated in this
paper. It has been shown previouslyl’2 that the O------H stretch-
ing frequency of the O-H----- 0 system is little sensitive to
deuteration. In the present case, the contribution of the C=0

stretching to v,., may further enhance this trend.

17
The Raman active mode corresponding to V17 is Vg which was
predicted‘gt 257 cm_1 for both the compounds. However, no Raman
lines were observed in this region, probably because they are
too weak. It is interesting to note that, different from Vi7°

this mode is the O------ H stretching ccupled with OlCO bending

2
vibration according to the potential-energy distribution.
Finally, the Raman line at 134 cm_1 reported for KHCO3 is in good

agreement with the calculated frequency of Vgs which is an

in-plane ring-deformation mode.

Force Constants

Thus far we have carried out normal-coordinate analyses of
acetic acid dimer,l the acid carbonate ion, and the acid maleate
ion,2 all of which have different O-H------ 0 distances. The O-H
and O-----H stretching and the O-H------ 0 in-plane bending-force
constants obtained from these analyses have been plotted against
the O-H------ 0 disrance, as is shown in Fig. 3. It is seen that
a good linear relationship is obtained for each force constant.
Such a diagram will be highly useful in predicting the

Urey-Bradley force constants of other hydrogen-bonded systems.
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1f the straight lines for the O-H and O------ H stretching force
constants are extrapolated to an O-H---- O distance of 3.00 A, the
diagram predicts about 7.5 aﬁd 0 mdyn/A, respectively, for these
force constants. An example of such an extremely weak hydrogen
bond is seen in crystalline LiOH.HZO, in which the hydroxyl groups
form O-H------ OH type hydrogen bonds of 2.99 A.13 The hydroxyl

0-H stretching frequency of this compound is reported to be

3547 cm—l.14 This frequency corresponds to a force constant of
~ 7.10 mdyn/A, if the OH group in this compound is treated as a
diatomic molecule. It seems, threfore, that such a linear rela-
tionship between O-H stretching force constant and O~H----- 0 dis-
tance holds over a wide range of O-H----- O distances. This result
should be contrasted to the plot of "O-H stretching frequency
versus O-H------0 distance",10 in which the linear relationship
breaks down beyond an O0-H-----0 distance of 2.75 A.

As is seen in Table I, we have used three different CO stret-

ching force constants in our calculations: K(C=O3), 7.50;

the reported X~ray distances are: C=03, 1.28 A C4¥4’OZ, 1.32 A

and C-0 1.33 AE We feel that the latter two values should

l’
differ more appreciably than those reported since the 0l atom is
much more strongly bonded to the hydrogen atom than is the O2

atom. Although we used the values reported by X-ray analysis in

this paper, we found that small variations in these values do not

-16-



cause any significant changes in our results. It is interesting
to note that the average value of these three CO stretching force

constants used here is 5.66 mdyn/A, which is close to 5.46 mdyn/A

obtained for the CO stretching force constant of the free CO3
ion in the Urey-Bradley field.15 The average value of the three
bending force constants around the C atom is 0.44 mdyn/A, which is

also close to that obtained for the free CO32— ion (0.44 mdyn/A)].'5

Although F(02 ----- 03) used here is almost the same as that for the

free CO32— ion (1.742 mdy!n/A)}5 F(0

F(0y 03), possibly because the ney tive charge on the O, atom

l~-~~03) is smaller than

is less than that on the O2 atom. F(Wi--~~02) is considerably

smaller than F(Oz---~03) because negative charges on the Ol and

O2 atoms are much less than that on the O3 atom.
Finally, it is interesting to note that the two stretching-
stretching (pl and p2) and the two bending-bending (1] and 12)
interaction force constants used here are 75-80 7% larger than
those used for acetic acid dimer.l This result seems to suggest
the presence of stronger vibrational interactions and, consequent-
ly, of stronger bonding in potassium acid carbonate than in acetic
acid dimer. However, the other two bending-bending interaction
constants (13 and 1,) used here have the same absolute values
(0.08 and 0.04 mdyn/A) as those used for acetic acid dimer, and

differ only in sign. A more detailed discussion of the signifi-

cance of the absolute value and sign of these interaction constants

-17-



Fill be made after more calculations have been carried out on

gimilar systems.

Table I. Force constants of (HCOB)g_ ion in
millidynes per angstrom.

Stretching Bending Repulsive
K(0-H)=3.20 H(0-C ===0)=0.66 F(OI-"'C""-02)=0.21
K(C-0)=4.00 H(0-C=0)=0.30 F(OI~"'C~~-O3)=1.16
K(C====0)=5,50 H(0====C=0)=0.40 F(02~--C~"-O3)=l.74
K(C=0)=7.50 H(C-0-H)=0.092 F(C---- Oi"“'Hl)=0.29
K(0---H)=0.76  H(C— 0~ -~H)=0.042  F(C---0z--H, )=0.01

H(O-H----0)=0.22

Stretching-stretching Bending-bending
interaction interaction
p1=0.175 ll=12=—0.1l
po=-0.715 14=-0.08
14=0.04

.
o'———‘_ﬂ—ca ¢ 7y '
N /l
oiL7~C§3 ---------- f(f
. 2-
Fig. 1. Molecular model and internal coordinates of (HCO3)2

ion.
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Table II. Comparison of calculated and observed frequencies of (HCO)3 and (DCOB)2 ions in cm .

(HCOy) (DCOy) 2
Band
Obs,» Calc. % Error Obs.» Calc. % Error assignment®
Ay 2590¢ (s) 2702 +5.0 1890 (w) 1952 +3.3 v(O~-H)
va 16824 {m) 1668 —0.8 1668 (m) 1665 -0.2 »(C=0)
v3 1448¢ (w) 1440 —0.6 1054 (w) 1065 +1.0 8(0HO)
vy 12834 (s) 1289 +0.5 1266 (w) 1289 +3.7 »(C+0) +»(C=0)
1220 (w)

Vs 10294 (s) 1044 +1.5 1021 (s) 1032 +1.1 »{C=0) 4+ (C—=>0)
ve 6764 (w) 700 +3.6 666 (w) 678 +1.8 $(0:COy) +#(C-0)
2] 6354 (s) 626 —-1.4 616 (m) 620 +0.6 §(C=0)
»s s 258 .ne 250 (w) 257 +2.8 »(O+++H) 46(0,COy)
vy 1344 (w) 139 +3.7 e 138 [N ring def.

x(OHO)

8324 (w) .o wee 825 {m) ses ves »{CO;3)

B, vy 2620 (w) 2703 +3.2 2055 (w) 1954 —4.9 »{O-H)
¥ 1618 (s) 1629 +0.7 1615 (s) 1623 +0.5 »(C=0)
vi2 1405 (s) 1460 +3.9 1050 (s) 1026 -2.3 8(OHO)
"3 1367 (s) 1354 —~1.0 1392 (s) 1390 -0.1 v(C~-0) +»(C~-0) +
8(0OHO)

Yie 1001 (m) 973 —2.8 985 (m) 969 —1.6 ¥ (C-O) +#(C—0)
2% 698 (m) 703 +0.7 688 (m) 700 +1.7 $(C=0) +»(0--+-H)
»is 655 (m) 640 -2.3 630 (m) 636 +0.9 $(0,C0O,)
vt 248 (w) 246 -0.8 248 (w) 244 —1.6 »{O-+-H)+5(C=0)

988 (m) 655 (w) »(OHO)

830 (m) 830 (m) *(COy)

&g, strong; m, medium; w, weak, © Reference 8.
b Band assignments are given for the (HCOs)* ion; », stretching; &, in-plane 4 Reference 7.

bending; ¥, out-of-plane bending.
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O-1H-0 Distance (A)

.00 p

0 1.0 2.0 3.0 4.0 5.0 6.0 K{(O—H) and K(H--0)

0 0.1 0.2 0.3 0.4 0.5 0.6 H(0O—H—0)
-]
A

Force constants (mdyn/A)

Fig. 3. Plot of O-H...0 force constants against O-H-.-..0 distance.
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2.1 Summary

The infrared spectra of the enol forms of acetylacetone,
hexafluoroacetylacetone, and their deutero analogs have been
measured from 4000 to 70 cm—l. Normal-coordinate analyses have
been carried out to estimate the force constants as well as to
make theoretical band assigmments. The bands at 2750, 1460,
945, and 230 c:m—1 of nondeuterated acetylacetone have been assign-
ed to the vibrations originating in the O-H:---- 0 system. The
corresponding force constants are: O-H stretching, 4.00; O-H------0
in-plane bending, 0.05; OH- -0 stretching, 0.30 mdyn/A. Similar
calculations have also been carried out for hexafluoroacetylacetone
and its deutero analog. The effect of the substituent on the
chelate ring has been discussed by comparing the results obtained

for these two molecules,.

2.2 Introduction

In previous papers of this series, we have reported the
results of normal-coordinate analyses of several hydrogen-bonded
compounds containing straight hydrogen bonds.l It has also been
shown that the O-H stretching force constant decreases and the

0---‘H stretching force constant increases almost linearly as the

O-H-----0 distance decreases.2 It is, therefore, of particular
interest to calculate the force constants of bent O-H-------O bonds,
and to compare them with those of straight O-H---- O bonds to see
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the differences between these two types.

Among a number of compounds containing bent O-H------ 0
bonds, the enol form of acetylacetone serves as an ideal compound
for normal-coordinate analysis because of its relatively simple
and planar structure,. It is well known that acetylacetone exists
as a mixture of the enol and keto forms in solution as well as
in the gasedus phase. [n solution, the percentage of the enol
form increases as the polarity of the solvent decreases: 45 %
in 10 vol 7% methylcyanide solution, and 90 7 in 10 vol % hexane
solution.3 In the gaseous phase, t!i:e percentage of the enol
form increases as the temperature docreases: ~60 7 at 230°C
and -~ 95 7 at 6OOC.4 Since the enol form is of interest to us,
we have measured the spectra in hexane solution as well as in
the gaseous phase at SOOC, where the vapor pressure is sufficient
to give clear spectra.

The infrared spectrum of acetylacetone has already been
reported by Rasmussen et al.? Smith,6 Bellamy and Beecher,7 and
Bratoz et al.8 in organic solvents, and by Mecke and Funke™ in
organic solvents as well as in the gaseous phase. However, most
of these measurements were carried out in the NaCl region, and
the band assigmments were made only on an empirical basis.
Furthermore, no spectra have been reported for the deutero analogs
species., We have, therefore, obtained the infrared

2
spectra of the d_, dy, d, and dg species from 4000 to 70 em T,

except the d
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aﬁdvhave carried out normal-coordinate analysis on all the iso-

Ebpic species. (The structures of these deutro analogs are shown

in Fig. 2.)

In order further to confirm the results obtained for acetyl-
acetone and also to study the effect of the substituent group on
the 0-H------0 system, we have studied the infrared spectra of
hexafluoroacetylacetone and its dy analog in the vapor phase.
Similar to acetylacetone, this compound also exists as a mixture
of the enol and keto forms. Under the same physical conditions,
however, the enol form is more predominant in hexafluoroacetyl-
acetone than in acetylacetone.9 Since hexafluoroacetylacetone is
much more volatile than acetylacetone, the vapor spectrum of the

former was easily obtained even at room temperature. It should

be mentioned that no complete infrared spectra (4000 to 70 cm—l)

~ of hexafluoroacetylacetone and its d, analog have been reported

2
previously, However, the Raman spectrum of the nondeuterated

species has been reported by Shigorin and Shevendina.10

2.3 Experimental

Preparation of Compounds

Acetylacetone, CH COCHZCOCH3, was obtained from Eastman

3

Organic Chemicals and purified by distillation under nitrogen

atmosphere. Acetylacetone-d, was prepared by refluxing one

2

volume of acetylacetone with five volumes of D,0, followed by

2

extraction with absolute ethyl ether. This procedure was repeated
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several times to ensure complete deuteration. Acetylacetone—d8
was prepared according to the method of Manyik et al.ll from
acetone—d6 and acetic anhydride—d6 (both purchased from Merck,
Sharp & Dohme, Ltd., of Canada). Acetylacetone—d6 was prepared
by refluxing acetylacetone—d8 with H20 for 14 h.

Hexafluoroacetylacetone (purchased from Pierce Chemical

Company, Rot¢kford, Tllinois) was dried over P overnight, and

2%5
purified by distillation. Hexafluoroacetylacetone—d2 was prepared
by dissolving hexafluoroacetylacetone in D20, followed by dehy-

12

dration with PZOS'

Spectral Measurements

The infrared spectra in the gaseous phase were measured on
a Perkin-Elmer Model 21 infrared spectrophotometer (4000
-650 cm~l), a Beckman Model IR 12 infrared spectrophotometer
(700-300 cm_l) and a Beckman Model IR 11 far-infrared spectro-
photometer (350-70 cm_l). A gas cell equipped with an electrical
heater was used to obtain the spectra of acetylacetone and its
deutero analogs in the vapor phase. The temperature was kept
at 80°C, where the enol percentage was estimated to be 95 7 from
"¢ intensity of the l623-cm_l band. However, the spectra below
350 cm_1 were difficult to obtain even under these conditions.
We have, therefore, obtained them in 5 7 (volume) hexane solution.
It has been confirmed that these solutions give spectra almost

identical with those of the vapor in the region above 350 cm_l.
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It was not necessary to use the heated cell for hexafluoroacetyl-
acetone because the vapor pressure was sufficiently high at room
temperature. The window materials used were KBr (4000-400 cm—l)

and polyethylene (400-70 cm—l).

2.4 Procedure of Calculation

Figure 1 illustrates the molecular model and the internal
coordinates used for normal-coordinate analysis. To simplify the
calculation, we have assumed that the methyl and trifluoromethyl
groups are single atoms having masses of 15.035 and 69.006,
respectively. Since the symmetry of this model is CS, its 21
(3 x 9-6) normal vibrations are grouped into 15 A' (in-plane) and
6A" (out-of-plane) vibrations. In this paper, we have calculated
only the 15 in-plane vibrations using the 21 internal coordinates
shown in Fig. 1. As a first step, the G and F matrices were con-
structed using these 21 internal coordinates. These matrices
were reduced to 17th order through a coordinate transformation,
which removed four redundancies (concerned with the sum of the
angles around each C atom and one concerned with the six angles
in the ring). However, the 17th-order A' matrices thus obtained
still included two redundancies which were complicated functions
of bond distances and angles and which could not be removed easily
from the calculation. Therefore, we solved the 17th-order secular
equation of the form |GF-EA|= O using an IBM 7094 computer. The

fact that two "zero frequencies" were obtained provided a good

-28~



check of our G elements.

Table I ists the symmetry coordinates used for our calcula-
tion. The G-m trix elements of acetylacetone were evaluated using
the following molecular dimensions: Z=1.10 Z, d3=d3'=l.51 2,

d2=l.38 A, d,'=1.46 A, d,=1.33 A, d]'=l.26 A, r=1.18 A,

2 1
=} o
'= .= =, =i '=‘ ': ‘= = = '= = '= °
r'=1.34 A, oy =a,=ag=a, t=n, =g S 61 51 120 , B=p'=102",
8 =156°. These values are almost the same as those obtained from
X-ray analysis of the enol form of dibenzoylmethane.13 The
G-matrix elements for hexafluoroacetylacetone were estimated from
o

the same molecular parameters as us:.! above except d3=d3'=1.54 A.

The F-matrix elements were exp: :ssed by using the simple

1

Urey-Bradley force field. 4 Most force constants were trans-

15 16 . .
ferred from benzene and acetone, and were adjusted to fit all
the isotopic species of acetylacetone or hexafluoroacetylacetone.
Table II lists the best set of force constants thus obtained.
Table III compares the observed frequencies with those calculated.
The agreement is quite satisfactory; the average deviation for 59
observed frequencies of acetylacetone is 1.9 %, and the maximum
deviation is 6.6 % for Vi1 of the d6 species. For hexafluoro-
acetylacetone, the average deviation for 30 observed frequencies
is 1.5 7%, and the maximum deviation is 5.0 7 for v9 of the d2
species. 1In order to make theoretical band assignments, we have

calculated the L matrix and the potential-energy distribution17

for each normal vibration in each symmetry coordinate. The last
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column of Table III gives the theoretical band assignments of
the nondeuterated species thus obtained. In the same table, the
frequencies of all other isotopic species were rearranged so
that the frequencies listed in the same row correspond approxi-
mately to the vibrational mode of the nondeuterated species
listed in the last column. In the following, we discuss mainly
the results obtained for the nondeuterated species. However,
the results obtained for deuterated species are quoted whenever
necessary to substantiate the band assignments for the non-

dueterated species.

2.5 Results and Discussion
Acetylacetone

Figures 2 and 3 illustrate the infrared spectra of the enol
form of acetylacetone and its three deutero analogs in the vapor
phase and in hexane solution, respectively. A comparison of the
d0 and d2 spectra is useful in confirming the vibratioms due to
the 0-H------0 and the central (y) C-H groups while a comparison
of the d0 and d6 spectra is helpful in locating all the vibrations
of the CH3 groups.

Two weak bands at 3020 and 2960 cm_l of d0 are definitely
due to the C-H stretching modes of the CH3 groups. The C-H stret-
ching mode (vl) of the y-CH group is weak, and probably hidden
under these peaks. In the d, compound, all these bands are

8
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shifted to the region around 2200 cm—l. As is seen in Fig.2,
it is extremely difficult to define the center of the 0O-H
stretching band (vz) because it is broad and weak. However,

the d, compound exhibits a relatively sharp 0-D stretching band

2
at 2020 cm_l. If the same force constant is assumed for both
the O0-H and O-D bonds, the O-H stretching frequency is estimated
to be ~ 2173 cm_l from the calculations.

The strong and broad bands at ~~1615 cm_l of do and d6
are interpreted as the superposition of the C=0 stretching (v3)
and the C=C stretching coupled with the C-H in-plane bending
mode (v4). It is interesting to note that this single band is
separated into two peaks in the d2 and d8 compounds. In accord-
ance with this observation, our calculations provide two
different frequencies which are in good agreement with those
observed (Table III). This separation is due to the fact that

v, is shifted to a lower frequency in the d2 and d8 compounds

4
because the contribution of the C-H in-plane bending mode to

the C=C stretching mode decreases markedly upon deuteration of
the +y-CH hydrogen.

The spectra between 1500 and 1300 cm_l are complicated
because the C-0 stretching (v6), O-H------- 0 in-plane bending (vs),
and two CH3 deformation modes (degenerate and symmetric) are
expected to appear in this region. The spectra of the d2’ d6’
and d, compounds are extremely useful in distinguishing these

8
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modes. In the dO compound, the shoulder band at ~ 1460 cm“l

is assigned to the O-H---0 in-plane bending mode (v5) since it

is shifted to ~~ 1070 cm_l in the d2 and d8 compounds. The next

-1
band at 1432 cm ~ of dO is interpreted as a superposition of the

C-0 stretching and the CH, degenerate deformation modes, and the

3

band at 1368 cm—1 is assigned to the CH, symmetric deformation

3
mode. The spectra of the d6 and d8 compounds are simple since no
CH3 deformation band appears in this region.

The band at 1250 cm_l of d0 is assigned to the C-C stretching

coupled with the C=C stretching mode (v7), and appears strongly
in all the compounds studied. The next band at 1170 cm_1 is

assigned to the C-H in-plane bending (v,) overlapped with the CH
& ! 8 P 3

rocking mode. The fact that the dg compound exhibits a relatively
strong band at 1180 cm—l supports this assigmment. The bands at

945 and 908 cm_l of dO are assigned to the OH out-of-plane bending

and one of the C—CH3 stretching modes (v9), respectively. It is

interesting to note that the latter is shifted to a higher fre-

quency in d2 and d8 because in couples with the C-D in-plane

bending mode (v8, ~-870 cm—l). The strong bands at 764 and 757

cm_l of d0 and,d6, respectively, are definitely due to the C-H

out-of—plane bending mode, and are shifted to 560-530 cm—l in d2

and d8.

A doublet band at 640 cm_l of dO is assigned to an out-of-

plane ring deformation mode and seems to correspond to a band at
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8

- 1
620 cm ! of bis (acetylacetonato) Cu(II). The frequency of

tis mode decreases gradually as more deuterium is substituted.
The same trend is also seen for the bands at 515 cm-l (vll)

and at 364 cm—l (v13) of d_, both of which are assigned to the

O,
in-plane ring deformations. A band at 388 (vlz) and a weak

0 are assigned to the C—CH3 bend-

ing modes, and are shifted very slightly to lower frequencies

shoulder at 320 cm—l (v14) of d

upon deuteration of the CH3 hydrogens. The lowest frequency
band observed in the hexane sclution of do is at 230 cm

(Fig. 3). According to the potential-energy distribution, this
band is due to the O------H stretching coupled with the OH-------0

bending and C-CH, bending modes (vlS). Since the hydrogen motion

3
in this mode is very small, it is only slightly sensitive to

deuteration.
Hexafluoroacetylacetone

Figure 4 illustrates the infrared spectra of hexafluoro-
acetylacetone (dO) and its deutero analog (dz) in the vapor
phase. The sharp band at 3140 cm-l is clearly due to the C-H
stretching mode (vl). However, the center of the 0-H stretching
band is not obvious in the d0 spectrum. Since the d2 spectrum
exhibits a sharp 0-D stretching band at 2240 cm_l, it is possible
to estimate the 0-H stretching frequency (~~-3032 cm—l) assuming

the same force constant for both the 0~H and O~D bonds.
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Tht sharp strong bands at 1690 and 1636 cm_l of d0 are

assigned to the C=0 stretching (v3) and the C=C stretching coupled
with the C-H in-plane bending mode (v4), respectively. As has
been discussed previously, they are accidentally overlapped in

the case of acetylacetone. This overlapping disappears in hexa-
fluoroacetylacetone because electron-withdrawing inductive effect

of the CF, group causes a shift of the C=0 stretching to a higher

3
frequency (1690 cm_l).

The band at 1448 cm_l is interpreted as a superposition of
the C-0 stretching (v6) and the O-H-----0 in-plane bending modes
(v5), although they are separated into two bands in acetylacetone.

Five bands at 1368, 1320, 1270, 1185, and 1090 e L of dg, and

those at 1362, 1310, 1232, 1185, and 1040 cm_l of d2 are assigned

to the stretching vibrations of the CF3 groups. In hexafluoro-
acetone,19 they are observed between 1344 and 1200 cm_l. The

band at 1225 cm—l of dO is assigned to the C-C stretching coupled

with the C=C stretching mode (v7). The corresponding band of
acetylacetone is clearly seen at 1250 cm—l in the absence of the

CF3 group vibrations in this region. The shoulder band at 1108

cm_l of dO is assigned to the C-H in-plane bending mode (v8), and

is shifted to 880 c:m_l in d2.
The band at 913 cm“1 is assigned to the O-H---- 0 out-of-plane

bending mode and is shifted to 634 cm_1 upon deuteration. The

bands at 855 (shoulder), 740, and 816 cm—l of do are assigned to
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the C-CF, stretching modes (\)9 and VlO) and one of the CF3 group

3
deformation modes.20 All these vibrations are only slightly
shifted upon deuteration. The strong band at 647 cm_l of d0 is
assigned to an out-of-plane ring deformation mode which corre-
sponds to the band at 640 cﬁl in acetylacetone. In d2, this
band is assumed to be overlapped by the O-D------ 0 out-of-plane
bending mode.

The strong band at 573 cm_l is assigned to another deforma-

tion mode of the CF group.20 Two medium intensity bands at

3

522 and 324 cm“l of d. are attributed to the in-plane ring defor-

0

mation modes, v and Vi3s respectively. Also two weak bands at

11
438 and 145 cm”l are assigned to the C—CF3 in-plane bending modes,

v., and Vige respectively. The bands at 255 and 240 cm_l are

12
tentatively assigned to the CF3 rocking modes19 which are not
calculated in this paper. As is seen in Fig. 4, the strong band
at 240 cm_l has a shoulder at -~ 228 cm_l, which correspond to
the band at 230 cm_l (VlS) of acetylacetone. Two bands at 106
and 90 cm—l of d, may be due to the torsional modes of the CF3

0
groups. This mode is reported to appear at 84 cm_1 in CF3CF=CF2?1

Force Constants
Table II lists the best sets of force constants obtained for
the enol forms of acetylacetone and hexafluoroacetylacetone.
Among these force constants, the stretching force constants are
most sensitive to the changes in bond strength. Therefore, the

values of these
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values of these force constants for the two molecules are compared
in Fig. 5. It is possible to explain the differences in these
force constants on the basis of the differences in electronic
effect between the CF3 and CH3 groups. As a first approximation,
we assume that the inductive effect of these groups is more im-
portant than the mesomeric effect. To discuss the inductive
effect of the substituent group on the chelate ring, we may con-
gsider the effects of two CF3 or CH3 groups separately. In hexa- .
fluoroacetylacetone, the strong electron-withdrawing property of
the CF3' group (see Fig. 5) will increase the double-bond charac-
ter of the C=O2 bond, resulting in a considerable decrease in the

2 atom. On the

other hand, it will weaken the C~C bond as has already been demon-

strated by the normal-coordinate analyses of C2H6 and C2F6.14

charge density of the lone-pair electron on the 0

Since the CH3 group is rather slightly electron donating, its
effects on the chelate ring may occur in the opposite direction
to those described above. Therefore, the C=0 stretching force

constant is larger and the C-C stretching force constant is

smaller in hexafluoroacetylacetone than in acetylacetone,

The effect of the second substituent group can be explained

similarly. Relative to the CH3 group, the CF3

strengthen both the C=C and C—O1 bonds. Thus their force

constants are larger in hexafluoroacetylacetone than in acetyl-

group will
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acetone. According to our calculations, however, the O-H and
0---~H stretching force constants of the former are larger and
smaller, respectively, than those of the latter. This result can
only be interpreted if we assume that the strength of the 02 ----- H
bond in these compounds is mainly determined by the basicity of

the O, atom (charge density of the lone-pair electron).22 Since

2
the O2 atom of acetylacetone is more basic than that of hexa-
fluoroacetylacetone, the former forms a stronger O-----. H bond and

a weaker O-H bond than the latter.

Burdett anleogers9 plotted the C=0 stretching frequencies
of hexafluoroacetylacetone, trifluorocacetylacetone, acetylacetone,
and dibenzoylmethane against the chemical shifts of the OH
protons, and noted considerable deviations from a linear relation-
ship for the former two compounds. However, they assigned the
bands at 1633 and 1600 cm_1 of hexa- and trifluoroacetylacetones,
respectively, to the C=0 stretching modes. Figure 6 shows that
a good linear relationship exists if the higher frequency bands
at 1690 and 1655 cm—l of these compounds are assigned to the
C=0 stretching modes. It is concluded, therefore, that the lower
the C=O2 stretching frequency, the stronger the 02 ------ H bond
and the lower the magnetic field of the proton resonance, since
the H atom is less shielded. Thus, the results shown in Fig. 6

are interpreted to indicate that the strength of the O-H------ 0]

bond will decrease in the order: dibenzoylmethane > acetylace-
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tone > trifluoroacetylacetone ) hexafluoroacetylacetone.

23 . .
Recently, Kondo et al. have noted that the magnetic field of
the proton resonance becomes higher as the acidity of the enol
form increases in the above order of R-diketones. This result
again seems to support our interpretation that the basicity of

the O, atom rather than the acidity of the O-H bond determines

2
the magnitude of the electron shielding around the H atom.

We have previously shown2 that the 0-H stretching force
constant decreases and the O-----‘H stretching force constant in-
creases almost linearly as the O-----0 distance of the straight
hydrogen bond decreases. These relationships predict ~.2.0
and 1.0 mdyn/g for a distance of 2.5 2 which is found in acetyl-
acetone and hexafluoroacetylacetone. It is evident, therefore,
that they are not applicable to bent hydfogen bonds. As has been
pointed out by Schneider,24 the hydrogen bond is the strongest
when the O-H bond is collinear with the direction of the lone-
pair orbital of the O2 atom. This condition is satisfied in the
three hydrogen-bonded compounds studied thus far, acetic acid
dimer, the acid carbonate ion, and the acid maleate ion, all of
which contain linear hydrogen bonds of various O-H----- 0 length.2
It is evident that this condition cannot be met in intramolecular
hydrogen-bonded compounds such as acetylacetone and hexafluoro-

acetylacetone. Aside from the collinearlity of the O-H------0

bond, the direction of the lone-pair orbital of the O2 atom (120
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from the C=0, bond) deviates by 18° from that of the O0------ H

2
bond obtained from X-ray analysis (C—OZ—H angle, 102°).l3

Therefore, it is not surprising to find large deviations of the
0-H and O------ H stretching force constants of the bent hydrogen

bonds from the linear relationships obtained for straight hydro-

gen bonds.

Table I. Symmetry coordinates for in-plane vibrations.
Symmetry coordinate Vibration mode
Si1=aZ v(C-H)
Sy=Ar v(O-H)
S3=Ady’ y(C=0)
Si=Ad: »(C=C)
Se=(1/6%) (240 —A8—A8") §(0-H)
Se=Ady »(C-0)
Sr=AdY v(C-C)
553=A51—A51' 6(C"H)
So=Aady' v (C-R")
Sio=Ad3 »(C-R)
Su=(1/6" (288 —Aay— Aay’) Ring def
Sp2=Axs— Aag §(C-R)
Siu={1/V2) (AB—AB") Ring def
Sut=Acy’ — Ao’ §(C-R")
Sis=4an’ v(O-.-H)
Sie= (1/6%) (Aas+Ac’ + 25— AB—AF'—AO)  Ring def
Ring def

Sir=(1/¥V2) (Acr— Aat”)

These coordinates are not normalized.

v, stretching; &, bending.
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Table II. Urey-Bradley force constants of acetylacetone and hexafluoroacetylacetone
(in millidynes per angstrom).
Stretching Bending Repulsive
R,R’=CH;, R,R'=CF; R,R'=CHj; R,R'=CF, R,R’=CH;s R,R'=CF;

K(C-0) 5.800 6.100 H(0—C=C) 0.185 0.500 F(Ope+:C-+:C) 0.400 0400
K (0=0) 8.820 9.700 H(R-C=C) 0.235 0.200 F(R+-+C--:C) 0.300 0.3u0
K(C=C) 5.650 6.200 H(R-C-0y) 0.100 O.320v F(Re++CeesOn) 0.200 0.800
K(C-C) 4.800 4.300 H{(0=C-C) 0.200 0.500 F(03+++C-+-C) 0.350 0.350
K(C-R) 4.100 4.300 H(R-C-C) 0.225 0.180 F(R'+++C.--C) 0.300 0.210
K(C-R) 4.000 4.200 H(R-C=0y) 0.160 0.390 F(R’+++C-+++0y) 0.100 1.000
K(0-H) 4.000 4.800 H(C=C-C) 0.300 0.300 F(C:-+C---C) 0.370 0.370
K(0---H) 0.300 0.128 H(C=C-H) 0.280 0.250 F(C+++C-++H) 0.150 0.160
K(C-H) 4.650 5.100 H(C-C-H) 0.300 0.220 F(C++-C++-H) 0.150 0.160

H(C-0,-H) 0.515 0.490 F(C+++0Oy+--H) 0.400 0.430

H(H.-:0=C) 0.100 0.070 F(H+++0;-+:C) 0.010 0.010

H{(O-H::-0yp) 0.050 0.050 F(Oy+++H++-09) 0.001 0.002



R, R’=CHa

R. R'=CFs
d d
Band assignment®
Obs  Calc Obs  Cak Obs  Calc obs  Cak Obs  Calc Obs  Calc
n 2060 2961 200 2202 060 2961 237 nW 3140 3116 2320 2303 »(C-H)
" 20 273 020 2043 2650 2173 1960 2043 965 3032 200 202 »(O-H)
" (623 1622 1630 1618 (1610) 1620 1627 1617 1690 1686 1677 1680 »(C=0)
" (1623) 1600 145 154 (1610) 1600 1535 1543 1636 1625 1585 1595 »(C=C)+8(CH)
" 14600 1457 1076 1085 467* 1461 1071 " 1085 (1448) 1439 (1040) 1040 5(0-H---0)
" (1430 1411 1380 1389 1447 1411 1380 1382 (1448) 1413 I3 1412 #(C-O)
- 1250 126 1270 1273 1265 1214 1258 1270 1225 1215 1232 1278 (C-C)+»(C=C)
w (170) 1173 89 851 180 1178 875 840 08 1104 880 8% 5(C-H)
" 08 818 928 95 w00 861 02 945 gss* 878 855 812 #(C-R!
n 810 845 . 785 795 saz w81 M0 1w 335 4 $C-R)
- s15 sz 00  sn a0 502 470 496 522 516 512 Ring def
" - 319 86 In 0 367 360 361 438 456 430 443 3 (CR)
s B 363 %0 357 37 3 86 M9 324 326 314 319 Ringdef
e 20 319 e 35 30 32 00 308 45 143 143 142 8(C-R)
- 20 3 2 m m m 08 209 w8 a7 26 225 »(O---H)+8(0-H---0)
+5(C-R)
3020 3020 1365 1362 »(R)
1320 1310
1270 1232
1185 1185
1090 (1040)
(1432) 1422 1062 1107 816 791 8(R)
1368 1365 1038 1042 573 567 &(R)
945 702 %5 634 913 (634) *(O-H)
(1170) 1178 795 810 240 240
995 1022 ) 765 2550 253¢ (R
764 560 asn 31 713 (508) »(C-H)
(640) 632 610 594 647 (634) Ring def
612 594 585¢ =
106 112 Torsion (R)
% 87
* Asterisks indicate shoulder, and parentbeses indicate

overiap.
 Baod sssiguments sre given for the ¢o commounds. &u. du. #v, and ¥ denote

rocking, and out-of- plane beading modes, respectively.
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Chapter 3

Intramolecular Hydrogen Bond in Enol-Form of 3-Substituted-

2,4—pentanedione.>'<l

3.1 Summary
3.2 Introduction
3.3 Experimental

3.4 Results and Discussion

*#1 Presented in part at the 20th Annual Meeting of the Chemical
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Society of Japan at Tokyo, April 1967. and the General

Discussion on Molecular Structure held at Sapporo, Oct. 1967.
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3.1 Summary

Spectroscopic characteristics of highly enclized tautomers
of 3-substituted-2,4-pentanediones have been studied with infrared
and nuclear magnetic resonance methods. The linear relationship
between the chemical shifts of enolic proton and the chelated
carbonyl stretching vibrations has been established for the
various 3-substituted-2,4-pentanediones. The stronger electron-
withdrawing resonance effect of the substituent at 3~position
results in the lower magnetic fiel. shift of the enolic proton
and the lower frequency shift of the chelated carbonyl stretching.
The synthesis and structure in tautomeric equilibrium of new 3-

substituted-2,4-pentanediones are described.

3.2 Introduction

Forsen and Nilssonl-4 have extensively investigated enolized
B-triketones using nmr and infrared spectroscopies and found the
good linear relationship between the chemical shifts of enolic
proton and the carbonyl stretching vibration. On the other hand,
Burdett and Rogers5 have found that this correlation is not kept
for the system of B-diketones. However, the correct band assign-—
ments to carbonyl stretching according to the normal coordinate
analysis give thie similar linear relationship for the R-diketone
system as pointed out by Ogoshi and Nakamoto.6 Of the spectra of

B-diketones, the mmr spectra have been already reported for
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5,7
acetylacetone,”’

3—methyl—5’73—chloro—,73—formyl—4 (in chloroform
and dimethylsulfoxide), and 3—acetyl—2,A—pentanedione.8 Infrared
spectroscopic study on 3-cyano-2,4-pentanedione by Wierzchowsky
and Shugar9 has shown that it completely enolizes both in the
crystalline state and carbon tetrachloride solution. For 3-
chloro-2,4-pentanedione and 2,4-pentanedione, Mecke and FunkelO
have reported the infrared spectra from 4000 to 400 cm—l with the
empirical band assignment. In order further to confirm the
results obtained for the above mentioned diketones and to study
systematically the effect of the substituents on the intramolecular
hydrogen bonding, we have investigated the mmr and infrared
spectra of 3-substituted-2,4-pentanediones including those of
which spectra have never been reported. The structural from of

new compounds in tautomeric equilibrium will be discussed in this

paper.

3.3 Experimental

Preparation of Compounds

3-Nitro-2,4-pentanedione (VII). Bis-(3-nitro-2,4-pentane-
diono)-Cu(1I) was prepared according to the method of Céllman et
al.ll The finely pulverized powder of the complex (15.0g) suspend-
ed in 150 ml. of chloroform was shaken with 150 g. of EDTA di-

ammonjium dissolved in 150 ml. of water, until the green color of

the chloroform layer disappeared. The chloroform solution was
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washed with a small amount of water and dried over anhydrous
sodium sulfate. After removing chloroform, distillation gave
12.2 g. (87.7 %) of diketone as a pale yellow liquid; bp 72.5-
73.0° (8 mm.).

Anal. Cald. for C.H.O,N: C, 41.39 %; H, 4.86 %; N, 9.65 Z.

57774
Found C, 41.39 %; H, 4.99 %; N, 9.75 Z%.

3-Carbomethoxy-2,4-pentanedione (XI). (methyl diacetylacetate).

The procedure was slight modification of the method reported by
Spassow,12 using methyl acetoacet:.e in stead of ethyl aceto-
acetate. The product was purified iy precipitation as violet
copper (II) chelate with aqueous cupper (II) acetate and subse-
quent contact of the chloroform solution of the complex with the
aqueous EDTA diammonium. The colorless liquid was distilled at
94.0-94.5° (24 mm). The total yield was 21 % based on methyl-
acetoacetate.

Anal. Cal. for C7H1004: C, 53.17 %; H, 6.23 %; Found C, 53.38 %;

H, 6.31 %.

3-Methylthio-2,4-pentanedione (IX). A solution of methylmer-

captane (7.5 g.) in methanol (20 ml.) was dropwisely added to the
‘irred mixture of 3-chloro-2,4-pentandione (II) (19.0 g.) and
pyridine (12.0 g.) at 0°. The reaction mixture was further
stirred for 2 hr at room temperature. After methanol was removed
under vacuum, pyridine hydrochloride crystalized from the solution

was filtered off. Carbon tetrachloride (100 ml.) was added to
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the filtrates.

The carbon tetrachloride solution was separated from solid
material, washed with water, and dried over sodium sulfate over-
night. The distillation gave the pale yellow liquid (4.6 g.),
bp 75.0-75.7° (16 mm). The copper (II) chelate was gradually
decomposed upon standing.

Anal. Cald. for C6H10028: C, 49.31 %, H, 6.85 %; S, 21.92 %.
Found C, 49.45 %; H, 6.80 %; S, 22.21 Z.

The remaining materials were prepared according to the well

established methods listed in Table I. Acetylacetone was commer-

cially available and purified by distillation under nitrogen

atomosphere.
Spectral measurements

Proton magnetic resonance spectra in carbon tetrachloride
solution were recorded on a Jeolco JNM SH-60 spectrometer.
Concentration was changed from ca. 20 % to ca. 1 % at 25°C.

Val;es of chemical shift are reported in t(ppm) from internal
tetramethylsilane. A Jasco DS-402G spectrophotometer was used to
obtain the infrared spectra (4000-800 cm_l) in carbon tetrachloride

at 25°C.

3.4 Result and Discussion
It has been known that B-diketone exists as a mixture of
the enol (e) and the keto form (k), of which ratio in tautomeric

equilibrium is influenced by some factors such as temperature
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and solvents.

X
H\ /X CH3\ /l\/CH3
CH CH N
3 c 3 c c
NN I
| I > 0. 0
! g
(k) (e)

X=H (1), CL(IT)," -CH=CH-CH, (III), = -CH=CH-C,H  (IV),"”
-CHZACH=CH2(V)}6 ~oN(vT),to -No, (V. 11), _seN(VITT), ~SCH, (IX) ,
—COCH3(X),18 —COOCH3(XI), -COOCZHS(XII),12 —CHO(XIII)4

Table 1 lists frequencies of carbonyl stretching, chemical
shifts, and the percentages of enol form in carbon tetrachloride.
Collman et al.ll have reported that hydrolysis of bis-(3-nitro-
2,4-pentanedieno)-Cu(II) with acid yields intractable oily
material. We followed the same procedure as they tried and
separated the white crystal confirming as nitroacetone; mp 46.3°
(lit.20 mp 46.5°). The alternative method, that is, the exchange
of metal ion with proton using the aqueous EDTA diammonium proved
to be useful method to isolate free ligand without decomposition.

Figure 1 shows the infrared spectra of VII in the carbon
tetrachloride solution. A medium shoulder band at around

1600 cm_l is assigned to the overlapping band of the C=0 stret-

ching and the C=C stretching. The two strong absorptions at
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at 1526 and 1351 c:m—l are assigned to the asymmetric and the
gymmetric stretching of nitro group, respectively. Another
strong and sharp band at 825 cm—l seems to be the C—NO2 stret-
ching mode. As is seen in Table I, the nmr spectrum of VII in
carbon tetrachloride shows the presence of an enolic proton at
-6.95 ppm and two methyl groups attached to the chelate ring as
a singlet at 7.54 ppm.

In the enol form of VII, one may suppose the different forms

as shown below.

0.0 ] i
NS\ O\.,_.,./O
| 1
CH C CH CH
3‘\\644 ~.~ 3 3 \\C4¢(3\\ //(:H3
| | — i
O\ -0 : 0
H NH
(A) (A")
0 0.
b .
FQT// .T
CH C 0
S\C/ kc/
I l
0 CH3
(B)

The chelate ring of (A) or (A') is the same as that of acetyl-
acetone, whereas the oxygen of nitro group can acts as a proton

acceptor to form another type of the chelate ring (B). As
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~a matter of fact, ir and nmr data suggest that the tautomeric
equilibrium is remarkably shifted to increase the enol tautomer
by the substitution with the nitro group, and the presence of
singlet methyl proton might be an evidence that the enolic form
(A) or (A') is more stable than (B). Kluiber21 reported that
VIII prepared by the reaction of copper chelate of acetylacetone
with thiocyanogen in the absence of sodium bicarbonate has
infrared absorptions at 2208, 1739, and 1588 cm *
The observed absorption at 1739 cm_l suggested the existence of
the keto form to some extent. Hcever, our careful investigation
indicates that VIII is entirely e¢uolized in the carbon tetra-
chloride solution and also crystalline state based on nmr and
infrared spectra (Table 1 and Figure 1). The nmr spectrum of
VIII shows the two singlet peaks at 7.50 and -7.10 ppm which
are assigned to six protons of methy; and one proton of enol.
Moreover, the carbonyl stretching of the keto form appeard at
around 1700 cm—l has never been observed in the infrared spectrum.

22,23 have suggested that

The X-ray crystailingraphic studies
the planar chelate ring is proved to be essentially asymmetric
structure about the position of proton between two oxygens. If
that is true, there must be observed two different kinds of
chemical shifts of the methyl gorups jointed to the chelate ring.

It has, however, been known that the chemical shifts of two

methyl groups are usually observed as the averaged singlet

-55-



‘peakza except for the metal complexes of some acetylacetonate.
Ag has been pointed out by Forsen,4 many different enolic forms
are possible in some B-triketones. Thus we can represent three
types of enol forms as shown below. The interconversion between

A and A' as well as B and B' can occur by a movement of enolic

‘ 3 | 3
O\ /O O\ /O
| i
|
CHS\C/C §C/CHS CH3 \C/L\ /CH3
u | — |
0 0 : 0
N"Pi'/// \\\_}{‘,,
(A) (A")
R
o i .
0 0-.. 0 0 O 0-..
\C/ St ~ \H \C/ U
| | = I 3 I l
CH C 0 CH C PAY CH C\ 0
3\C/ \C/ S\C/ \C/ S\C/ \C/
I | | Il I
0 CH3 0 CH3 0 CH3
(B) (B") (C)

hydrogen along the hydrogen bond. Since the alkoxy oxygen acts
as a weaker base, the enolic form C seems to be less favorable
compared with A (or A') and B (or B'). The mmr spectrum of XI
shows three singlet peaks at 7.65 ppm (6H), 6.25 ppm (3H) and

~7.97 ppm (1lH) assigned to the two methyl groups attached to
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chelate ring, the methyl of methoxy and enclic proton respectively
as is seen in Figure 2. It is convinced that the enol form A
(or A') is the most stable among them, otherwise the chemical
shifts of different methyl groups must exhibit at least more
than three peaks in this region. The nmmr spectrum of XII in
Figure 3 can be similariy explained to support the exclusive
existence of fhe enol form corresponding to A or (A'). On the
other hand, the three chelate species are distinguished for 3-
formyl-2,4-pentanedione XII1 from the nmr spectra in chloroform-
dimethylsulfoxide solution. Thus it is shown that the-enol form
corresponding to the form A (or A') amounts to about 80 %,
whereas the rest of about 20 7 are the two internal isomers B
and B'.4

M. E. McEwntee et al.l4 and G. B. Payne15 have suggested
that 3-propenyl-(III) and 3-butenyl-2,4-pentanedione (IV) are
highly enolized. However, no available spectra of nmr has never
been reported so far. 1In the infrared spectrum of III the C=C
stretching has not been detected, since the conjugation of C=C
of the alkenyl group with the chelate ring decreases the fre-
quencies of C=C and causes a eventual overlapping with the strong
C=0 stretching at 1607 c:m.—1 The strong absorption at 970 cm_l
is assigned to the wagging mode of trans C-H of olefinic group.
This suggests that III exists only in the trans form about the

propenyl group (Figure 4). As shown in Figure 4, the mmr spec-
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trum indicates that TII are highly enolized (ca. 93 %) in carbon
tetrachloride. On the contrary, the substitution of allyl group
at the 3-position increases the percentage of the keto tautomer
(49 %) in the comparable order to that (61 %) of 3-n-propyl
derivative.26 It should be noted that the m——m conjugation of
a substituent double bond with the chelate ring significantly
enhances the stability of the chelate ring, but seems to give
small effect on the strength of hydrogen bonding, since the
chemical shift of enol proton is not so much different from that
of 3-allyl derivative (V). The chemical shift of enol proton of
V appears at -6.60 ppm. as a singlet in carbon tetrachloride.
Figure 5 illustrates infrared spectra of III and V from
1800 to 1500 cm.—l The strong absorption at 1731 and 1705 cm_l
in V are assigned to the carbonyl stretching vibrations of the
keto form, whereas the strength of those bands at around 1700 cm—l
extremely decreases in ITI. The hydrogen-bonded carbonyl stret-~
ching of III and V give the strong absorptions at 1607 and 1606
cm , respectively. Moreover, the sharp band at 1640 (:m_l of
V is possibly assigned to the C=C stretching of allyl group.
The comparison of the both spectra seems to support our above
interpretation again. The sulfur atom has an electron donating
resonance ability using its 3p orbital (non-bonding electron)

as well as an electron accepting resonance ability using its 3d

orbital (or the hybrid orbital including 3d orbital). It is,
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therefore, of particular interest to investigate the effect of
substituents containing sulfur atom on chelate ring and its
tautomeric equilibrium.

However, no preparative method has been reported as concerns
carbon-sulfur bond formation at 3-position of 2,4-pentanedione
except 3—thiocyano—18 and 3-(o-nitrophenylthio)-derivatives.

We have succeeded in the first nucleophilic substitution of 3-
chloro-2,4-pentanedione (y-chloroacetylacetone) by the reaction
with methylmercaptane in the presence of pyridine. The nmr and
ir spectra of the obtained 3-methylthio-2,4-pentanedione (IX)

are shown in Figures 6 and 7, respectively. The high enol per-
centage of IX is confirmed by both nmr spectra and infrared.

As shown in Figure 6 three absorptions were observed at -7.08,
7.67 and 7.86 ppm attributed to the enolic proton (1H), the
methylthio group (3H), and two methyl groups of chelate ring

(6H) respectively. The percentage of enol form of IX is esti-
mated to be above 98 7. The strong and broad band at 1576 cm_l
is characteristic of the carbonyl stretching vibration strongly
purturbed with hydrogen bond as is seen in Fig. 7. The weak
shoulder band at 1696 cm—1 is assigned to the carbonyl stretching
of the keto form to reveal the existence of the trace of the keto
tautomer. The substitution of alkylthio group increases markedly
the enol ratio and results in the downfield shift of enolic

proton. These facts strongly indicate that sulfur atom act
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as an electron acceptor. This seems to be rather anormalous,
gince the S atom is usually able to conjugate through 3p orbital
and consequently shows the electron donor character. The effect
of sulfur will be possibly explained if we suppose the utiliza-
tion of the 3d orbital of sulfur (or the hybrid orbital involving
its 3s, 3p, and 3d orbitals) to accept m electrons through con-
jugation with the chelate ring.

The coplanarity of the substituent double bond with the
chelate ring become an important factor to evaluate the effect of
the substituents such as 3-alkenyl, 3-carboalkoxy, 3-nitro-,
3-acetyl, and 3-formyl derivatives on chelate ring. As one may
suppose that the situation of molecular configuration is similar
to l-substituted-2,6-dimethylbenzene, there might be expected
steric hindrance between the substituent and the two methyl group
of chelate ring to some extent. Unfortunately a precise discus -
sion on the coplanarity seems to be rather difficult in this
stage.

Table 2 lists the observed frequencies of various double
bonds of substituents and those of aliphatic (non-conjugated and
conjugated) and aromatic systems as a reference.28 The bands of
our compounds are shifted towards lower frequencies due to the
conjugation with chelate ring. This tendency seems to suggest
that molecular configuration permits considerable interaction

between the substituent and ring, even if the steric hindrance
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inhibits complete coplanarity of the substituent with the ring.
As has been reported by Burdett and Rogers,29 the chemical
shift of the O-H proton of some R-diketones are influenced by
the concentration. Therefore, we have examined the dependencies
of the concentration and used the values TOO—H obtained by
extrapolation of observed value To-H to zero concentration to
evaluaté the strength of hydrogen bonding. Figure 8 illustrates

the plot of 1 against the concentration. Among them, the

oO—H
chemical shifts of the O0-H of I aind VI are slightly shifted to
the downfield on the dilution in carbontetrachloride. The rest
of them show no appreciable changes in the chemical shifts upon
the dilution. It is of another interest that the enol proton of
3-substituted derivatives exhibits much sharper peak than that
of acetylacetone in carbon tetrachloride at room temperature.
This general observation may be explained by the absence of
ethylenic proton on the 3-position, which is able to be easily
exchanged with the enolic proton in high frequency.

The C=0 stretching vibrations exhibit the strong and rather
broad bands at around 1550-1630 c:m—l which are separated into
the two bands upon deutration of the enolic proton. This strong
band has been interpreted as the superposition of the C=0 stret-
ching and the C=C stretching.5’9

Figure 9 shows that the linear relationship exists in the

plot of =« against the C=0 stretching. It is concluded,

°
O-H
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therefore, that the stronger hydrogen bond results in the lower
frequency of the C=0 stretching and the lower magnetic field of
proton resonance of O-H, since the H atom is less shielded or the
electron charge distribution is presumably deformed in the
direction to give the lower magnetic field. Thus, it can be
most likely explained the effect of the substituents on the
strength of intramolecular hydrogen bond decreases in the order:
-CHO —C02R>—COCH3 > -SCN >—N02> ~-CN> -CH=CH-R > H ) Cl. This
trend can only be interpreted if we assume that (electron-with-
drawing) resonance effect of the substituent on hydrogen bond is
more important than the inductive effect. The resonance effect
through chelate ring causes migration of the m-electron from
the -OH to the substituent group, resulting in decrease of the
diamagnetic shielding of the enolic hydrogen nucleus by its own
electrons.30 The resultant reduction of the charge density on
the O-H oxygen bring the enolic proton to the closer proximity
of the carbonyl oxygen to form stronger hydrogen bond and,
therefore, the C=0 stretching is shifted towards lower frequency
region. It seems to suggest that ionic resonance form (b) con-
tributes to a large part of the observed effects of the sub-
stituents. In contrast, it is particularly interesting to
compare with the series; dibenzoylmethane, benzoylacetone, tri-
fluoroacetylacetone, and hexafluoroacetylacetone, where the

inductive effect give more profound influence on the chelate
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ring.

We obtain the value 0.037 (ppm/cm_l) as the slope of the

plot in Figure 9 and 0.044 for the latter case. Relatively

small difference between the two values seems to indicate that

substitution on the different position of chelate ring does not

make so much difference in the slope of the plot, that is, the

order of these values may be intrinsic to this type of chelate

ring aside from the kinds of electronic effects of a substituent.
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Table 1. The carbonyl stretching and the proton chemical shifts of the
enol form of 3-substituted-2,4-pentanediones.
(C=0) Chemical Shift (ppm) Enol
Substituent (cm’l) OH ;, CH3 Others'. )
1 H 1623  -5.84 7.98 H(4.54s) 96
11 c1 1618  -5.55 7.70 92
11 -CH®=cHP-CHy 1607  -6.61  7.85  H%(4.00m), HB(4.50m), 93
CHS(B.ZOd; J=5.8cps)
v -cu“-cu“-cnz-cuS 1603 -6.60 8.00 H®(3.50m), HB(4.20m), 93
CH, (7.90m)
CHS(D.IOt; Ju7.5cps)
v ~CH,~CH=CH, 1606  -6.60 7.90 + 49
V1 -CN 1598 -6.90 7.58 98
Vi1 -NO, 1595  -6.95 7.54 98
VIII -SCN 1580  -7.10  7.48 98
X -SCHy 1575 -7.08  7.67  CHy(7.86s) 98
X -COCH, 1580, -7.490 7.81 CHy(7.655) 98
X1 -COOCH, 1555 -7.97 7.65 CHy (6.255) 98
XII  -COOCH,CHy 1560  -8.10 7.74 CH, (5.75q: J=7.5), 98
CH(8.67t; J=7.0)
xirr -cho® 1550 -8.51 7.55 H (0.03s) 98

* The values of chemical shifts are listed here for only enolic form A.

**.s, d, t, and q in the parenthese donote singlet, doublet, triplet, and

quartet.

cHy® and CH,®

1
f Assignment is difficult, because of complex splitting pattern.
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Table 2. The observed frequencies of the stretching vibration of the

¢=0, C=C and NO,

Substituent Obs. Frequencies.E Ref.zg
(en Y (cm'lj
-G-CHy 1680 V(C=0) ialiphatic 1725-1705
I conjugated 1720-1670
-G-0-CoHg 1710 Y(c=0) {aliphatic 1750-1735
conjugated -1710
-C+0-CHy 1720 V(c=0)
g .
<-H Co1677 Y(c=0) (aliphatic 1740-1720
g conjugated 1685-1664
aromatic 1710-1695
aliphatic Vis 18561545
ys  1390-1355
1530 Vs (N0y) ‘ Y,s 15501500
-NO, .- conjugated 2& 1360-1290
1350 Vs 0y Vi  1530-1500
sromatic 1., 1370-1330
-CH=CH-CHy 1607 V(C=C) conjugated 1630-1600
-CHZ—CH=CHZ 1640 mono olefine 1650

(a) )é and \is denote the symmetric stretching and antisymmetric
stretching of the NO, respectively. Observed frequencies were

calibrated from the polyethylene film.
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Fig. 1 Infrared spectra of 3-nitfo-2,4-pentanedioné and 3-thiocyano-

2,4-pentanedione.
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Fig. 9 Plot of chemical shift (TOOH) of OH proton at infinite

dilution against C=0 stretching frequency

—74-



10.

11.

12.

13.

14,

15.

16.

17.

18.

19.

References

S. Forsen and M. Nilsson, Acta. Chem. Scand., 13, 1383 (1959),
S. Forsén and M. Nilsson, ibid., 14, 1333 (1960).

S. Forsén and M. Nilsson, Arkiv. Keme 17, 523 (1961).

. S. Forsén and M. Nilsson, ibid., 19, (1962).

. J. L. Burdett and M. T. Rogers, J. Am. Chem. Soc., 86, 2105

(1964).

. H. Ogoshi and K. Nakamoto, J. Chem. Phys., 45, 3113 (1966).

. H. S. Jarret, M. S. Sadler and J. N. Shoolery, J. Chem. Phys.,

21, 2092 (1953).
S. Forsén and M. Nilsson, Acta Chim. Scand., 13, 1383 (1959).

K. L. Wierchowsky and D. Shugar, Spectrochim. Acta, 21, 943
(1965).

R. Mecke and E. Funke, Z. Elektrochem., 60, 1124 (1952).

J. Collman, R. L. Marshall, W. Young, and S. Goldby, Inorg.
Chem., 1, 704 (1962).

A. Spassow, Org. Syn., 21, 46 (1941).

M. Suzuki and M. Nagawa, J. Pharm. Soc. Japan, 73, 394 (1955).
M. E. McEntee and A. R. Pinder J. Chem. Soc., 4419 (1957).

G. B. Payne, J. Org. Chem., 24, 1830 (1959).

B. B. Martin and W. C. Fernelius, J. Am. Chem. Soc., 81, 2342
(1959).

J. P. Fackler, Jr., J. Chem. Soc., 1957 (1962).
R. W. Kluitc: J. Am. Chem. Soc., 83, 3030 (1961)

J. P. Collman, R. L. Marshall, W. L. Young, III, and C. T.
Sears, J., J. Org. Chem., 28, 1449 (1963).

~75-



20.

21.

22.

23.

24,

25.

26.

27.

28,

29.

30.

A. A. Iwanov, J. Gen. Chem., (U. S. S. R. ) 16, 647 (1946).
R. W. Kluiber, J. Am. Chem. Soc., 83, 3030 (1961).

G. R. Eugebretson and R. E. Rundle, J. Am. Chem. Soc., 86,
574 (1964).

D. Williams, R. Rundle and W. Dumke, Acta Cryst., 15, 627
(1962).

L. W. Reeves, Can. J. Chem., 35, 1351 (1957).

J. P. Collman, R. L. Marshall and W. L. Young (III), Chenm.
and Ind. 1380 (1962).

T. Yoffe, E. M. Popov, K. V. Vatsuro, E. K. Tulikova and
I. Kabachnik, Tetrahedron 18, 932 (1962).

S.
M.
J. A. Barltrop and K. J. Morgan, J. Chem. Soc., 1960, 4486

N. B. Colthup, L. H. Daly and S. E. Wiberley, "Introduction

to Infrared and Raman Spectroscopy" Academic Press, N. Y.
London (1964).

M. T. Rogers and J. L. Burdett, Can. J. Chem., 43, 1516 (1965).

A. L. Porte, H. S. Gutowsky and I. M. Hunsberger, J. Am. Chem.
Soc., 82, 5057 (1960).

-76-



Chapter 4

Synthesis and Structural Elucidation of a-Alkylthio- and

a~-Phenylthio-B-dicarbonyls.*1

4.1  Summary
4.2 Introduction
4.3 Experimental

4.4 Results and Discussion
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*#] Presented in part at the 21 Annual Meeting of the Chemical

Society of Japan at Osaka, April, 1968,
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4.1 Summary

Various a-alkylthio- and o-phenylthio- B-dicarbonyls have
been prepared by the reaction of a-chloro-f-dicarbonyls with
mercaptans in the presence of pyridine or piperidine and their
structures have been established. It was found that an introduc-
tion of alkylthio and phenylthio group into a-position of B-di-
carbonyls resulted in marked shift of the tautomeric equilibrium
to enol side. The enhanced stability of the chelate ring involving
strong hydrogen bonding is explained in terms of the electron
withdrawing resonance effect of divalent sulfur atom from the

chelate ring through prn-dn conjugation.

4,2 Introduction

Several works in which oa-hydrogen of the active methylene
group have been substituted with alkylthio or phenylthio groups
by the usual electrophilic substitution have been reported. Thus,
a-alkylthio and a-arylthio-g-dicarbonyls have been prepared by
the reaction of B-dicarbonyls with a-chloroethylsulfenyl chloride,l
vinylsulfenyl chloride,l acetylsulfenyl chloride,2 o-nitrobenzene-
sulfenyl chloride,3 2,4-dinitrobenzenesulfenyl chloride.3 However,
no precise structural studies and behavior at tautomeric equilib-
rium are known for these compounds. In another synthetic approach
to form the C-S linkage at the oa-position, nucleophilic substi-

tution was proposed as the possible course of the reaction of
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diethyl bromomalonate with ethylmercaptan by Waygand.4 The
latter reaction are of particular interest to us because they
proved easier alternative sybthetic pathway for g-alkylthio and
o-phenylthio-g-dicarbonyls.

Further, there have been several discussionss’6’7’8’9
the subject that the conjugation of the sulfur atom directly
attached tg an adjacent double bond involves the 3p or 3d
orbitals of sulfur. However, systematic work has not been done
for o-alkylthio- and o-phenylthio-fg-dicarbonyls so far.

Such work has been indicated iiere as an example by which
resolve questions regarding the conjugative interaction of sulfur

with intramolecularly hydrogen bonded chelate rings and its

effect on the tautomeric equilibria.
4.3 Experimental

Melting points were determined on Kyoto Electronic Co.,
apparatus and were uncorrected. Infrared spectra were measured
on Jasco DG-402G spectrophotometers in carbon tetrachloride
solution calibrated by polystyrene film. The mmr spectra were
recorded on Jeolco JNM-C-60H spectrophotometers using TMS as an
internal reference. The ultraviolet spectra were determined in
n-heptane on Hitachi Model EPS-3T spectrophotometer.

Starting Materials

3-Chloro-2,4-pentanedione was prepared by the method of
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Suzuki.l0 Ethyl and methyl a-chloro acetoacetate were prepared
by chlorination of the corresponding ketoesters with sulfenyl

10

chloride. 1-Phenyl-2-chloro-3-butanedione was prepared from

benzoylacetone and sulfenyl chloride following the method of

Stenner.ll

1-3-Diphenyl-2-chloro-propanedione was prepared from
benzoylacetone and sulfenyl chloride.}? a1l mercaptans obtained

from commercial source were dried and distilled before their

uses.

General Procedure for Method A.
(represented by (I))

To the solution of 7.0 g (0.057 mole) of 3-chloro-2,4-pentane~
dione and 3.5 g (0.057 mole) of ethylmercaptan was slowly added
5.0 g (0.063 mole) of pyridine under vigorous stirring at room
temperature for 30 min., followed by further stirring for 6 hr.
Precipitated pyridine hydrochloride was filtered off and washed
with three portions of 20 ml of ethylether. Combined filtrates
was washed with 30 ml of water five times and dried over anhydrous
sodium sulfate. A solvent was removed under reduced pressure
using rotary evaporator. Crude product was purified by distilla-
tion. Four compounds, (vi), (VI1), (VIII), and (XI) were recrys-
tallized from n-hexane. (IX) and (XITII) were recrystallized

from benzene-methanol mixture to give needle crystals.
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General Procedure for Method B

(represented by (II))

A solution of 13.4 g of (0.10 mole) of 3-chloro~2,4-pentan-
dione, 10 g (0.12 mole) of pyridine, and 8.4 g (0.1l mole) of
iso-propylmercaptan in 15 ml of carbon tetrachloride was refluxed
under vigorous stirring for 10 hr. Subsequent procedure was

identical with method A.

General Procedure for Method C

(represented by (III))

To a solution of 37.4 g (0.28 mole) of tert-butylmercaptan
and 37.5 g (0.28 mole ) of 3-chloro-2,4-pentanedione
cooled at 0°C was added dropwisely 23.0 g (0.27 mole) of piperidine
in 20 ml of chloroform for 10 min. After exothermic reaction
ceased, the reaction mixture was added by 100 ml of methyl
alcohol followed by further stirring for 5 hr at room temperature,.

Successive treatment was identical with method A. (X) and (XIV)

were recrystallized from ether solution.

4.4 Results and Discussion

Our first attempts to prepare a-alkylthio and o-phenylthio-
B-dicarbonyls have been done through the reaction of relatively
stable a-chloro-f~-dicarbonyls with various mercaptans in the
presence of pyridine or piperidine. The results are listed in
Table I. The reaction conditions were varied depending on the

reactivity of mercaptans. When a-chloro-B-dicarbonyls were
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treated with the thiophenol or ethylmercaptan in the presence

of pyridine, an exothermic reaction occured

Rll
RCOCHC1COR' + R'SH ——m> RCOiHCOR'

pyridine

or piperidine

beta-dicarbonyls: CHBCOCHZCOCH3, CH3COCH2L02C2H5, CH3C00H2C02CH3,

C6H5COCH2COCH3, C6H5CQCH2COC6H5

mercaptans: alkylmercaptans, C6HSSH’ HSCHZCHZSH, HSCHZCOOH

with the immediate precipitation of pyridinium hydrochloride even
at room temperature. However more drastic conditions were required
as a size of the alkyl group on the mercaptan was increased.
Higher temperature and longer reaction periods were necessary to
effect a reaction with i-propylmercaptan. For the reaction with
t-butylmercaptan or n-butylmercaptan using pyridine in carbon
tetrachloride, only small amounts of the hydrochloride salt were
found after refluxing for 24 hours. On the other hand, the use
of piperidine accelated the reactions without warming. As a
matter of fact, these reactions can be effectively controlled by
prefer choise of the basicity of the amine and acidity of the
mercaptan.

The structure and tautomeric ratio were determined from
analyses and spectroscopic properties. The chemical shifts of
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synthesized o-alkylthio- and o-phenylthio-f-dicarbonyls in
carbon tetrachloride solution are listed in Table II. 1In the
nmr spectra, the chemical shifts of enol proton appeared at lower
magnetic field, in the region -6 ~-8 ppm for B-diketones and
-2~-4 ppm for B-ketoesters are ascribed to intramolecularly
hydrogen bonded proton.]"3 The highly enolized structures except
for l,3-dip£enyl—2—phenylthio—l,3—propanedione (VII) and 1,3-di-
phenyl-2-methylthio-1,3~propanedione (VIII) are confirmed by the
absence of signals of -CHX- together with intensity ratios of
the enol proton to the protons of R and R' group.

Table IITI lists UV spectra in n-heptane and the prominent
vibrational frequencies of the chelate ring with the tentative

14

assignments according to normal coordinate analyses. A weak
and broad absorption at around 2600 cm_l for PB-diketones and a
band at 2700-2900 cm_1 for B-ketoesters are assigned to strongly
hydrogen bonded O-H stretching vibrations. A strong and broad
absorption at 1580-1560 cm'-l in B-diketones is attributed to the
C=0 stretching vibration strongly purturbed by hydrogen bonding
and superimposed with the C=C stretching vibration. This
composite band is shifted by about 60-80 cm—l toward lower
frequency region compared with the original B-diketones.

Two strong absorptions at 1640-1620 and 1590-1670 em 1 can
be assigned to the C=0 and the C=C stretching for the chelate

15,16,17,18

ring of p-ketoesters respectively. Since v(C=0)
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and v(C=C) appear at 1655 and 1632 cm_] in ethyl acetoacetate,

it indicates that a stronger intramolecular hydrogen bond and more
delocalization of m-electrons in the chelate ring are formed by
substitution with an alkylthio or phenylthio group. These trends
are consistent with what we observed in the nmr spectra. For
a-substituted B-ketoesters, very weak absorption at 1720 cm"l

due to free carbonyl stretching indicates the existence of trace
amounts of the keto form which could not be observed in the mmr
spectrum.

Reactions of 3-chloro-2,4-pentanedione or ethyl a-chloro
acetoacetate with dithioethyleneglycol afforded respectively (IX)
and (XIII) as colorless crystals in moderate yields. These two
compounds exhibit the characteristic infrared spectra of chelation
as are shown in Table III. The keto forms are excluded by the
absence of v(C=0) due to the free carbonyl stretching. The
singlet enol proton and identical signals of R or R' belonged to
the different chelate rings suggest the dienolic structure
consisted of the two equivalent chelate rings as shown in Figure
1. (VII) and (VIII) were confirmed to be complete keto form both
in crystals and non polar solvents by the appearance of chemical
shift of —éH— and three strong absorptions at around 1720 cm—l
due to free carbonyl stretchings. It is presumed that a strong
steric interaction between the sulfur atom and the two phenyls

attached to the chelate ring destabilize chelate ring resulting
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in considerable loss of coplanarity of two phenyl rings to chelate
ring and giving more stable keto tautomer. In contrast, in case
of l-phenyl-2-phenylthio-1,3-butanedione (VI) one phenyl ring
attached to chelate ring can permit (VI) to form enol structure,
even if there is an interaction between sulfur atom and phenyl
ring to some extent. Its mmr spectrum is demonstrated in Fig. 2.

Ultraviolet spectra showed characteristic absorption at

19 20

280-300 mu for PR-diketones and about 250 muy for B-ketoesters
as shown in Table.III. These bands are assignéd to the first

T —> 7% transition of chelate ring involving the intramolecular
hydrogen bond. @-Alkylthio-R-diketones exhibits absorption at
around 230 mp ( £=1,500 -2,000) which has not been observed in
other o-substituted g~diketones such as nitro, cyano, acetyl

21 At the present time, it can not determined whether

and chloro.
this band is attributed to the excitation of non-bonding electrons
of sulfur to the higher level involving 3d orbitals of sulfur and
chelate ring without presice molecular orbital calculations and
these are currently being made in our laboratory.

It is of interest to compare the ratio of tautomers in the
o-substituted-B-ketoesters with those of their non substituted
B—ketoesters.22 By contrast with B-diketones, it is noteworthy

that o-thio substituted BR-ketoesters (XI), (XII), and (XIII)

cause surprising shift of tautomeric equilibrium to the enol side

relative to parent B-ketoesters. Figure 3 shows the nmr spectra
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of a-phenylthio-B~ketoesters.

Furthermore, similar treatment of a-chloro-f-dicarbonyls
with thioglycolic acid gave 3-carboxymethylthio-2,4-pentanedione
(X) and methyl oa-carboxymethylthio-acetoacetate (XIV). Figure
4 shows the nmr spectra of (X) and (XIV) in CDCl3 with TMS as an
internal standard. Broadened singlets at T 0.18 for (X) and

T 1.22 for (XIV) are assigned to carboxy proton according to

the dependency of their chemical shifts upon dilution. On the
contrary, sharp singlets at 1 -7.62 of (X) and 1 -3.52 of (XVI)
assigned to enolic proton are slightly sensitive to dilution.

This fact indicates that the strong intramolecular hydrogen bond
results in slower inter and intramolecular proton exchange compared
with carboxy proton. Figure 5 ghows the dependencies of two
proton signals on dilution.

The infrared spectra of (X) exhibited a strong band at 2960
cm—l and 1700 cm—l owing to bonded O-H and the carbonyl stretching
of carboxy group respectively as is seen in Figure 6. The broad
and strong absorption at 1570 cm_l shows a good evidence to
support the chelate ring structure. The infrared spectrum of
(XIV) in Figure 7 is akin to that of (X).

It is also noticed that this reaction route is able to
extend to prepare 3-acetylthio-2,4-pentanedione (XV) by using
" 3-chloro-2,4-pentanedione and thioacetic acid in stead of 2,4-

pentanedione and acetylsulfenylchloride}
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SCOCH

CH3C0CHC1COCH3 + CH3COSH — CH3COCHCO.CH3

3

(XV)

Complete enolizétion of (XV) was confirmed by proton signals
at 7.86, 7.67, and -7.29 with intensity ratios of 6:3:1 in Fig. 8.
In comparison with the parent A-dicarbonyls, chemical shift
of enol proton resonates at lower magnetic field and the C=0
stretching shifts toward lower frequency region as increasing the
strength of hydrogen bond. Accordingly, it is clearly indicated
that substitution with alkylthio or phenylthio group results in
formation of stronger hydrogen bond and more delocalization of
n~electrons in chelate ring.
In connection with the effect of a-substituents on tautomeric
equilibria and hydrogen bonding, the few works have been reported

23,24 We have suggested that

to give rather vague conclusions.
the major effect of a-substituents may be attributed to mesomeric
effect and electron-withdrawing group such as nitro, acetyl, and
cyano will increase delocalization of electrons in the chelate
. .21
ving and the strength of the hydrogen bonding. As hasg been
o :

pointed out by Baker and Harris, sulfur in thioesters directly
attached to the carbonyl participates in resonance interaction in

the ground state through its 3d orbitals. Thus it may be

analogously considered that the sulfur atom directly attached to
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the a-position of B-dicarbonyls behaves as an electron-withdraw-
ing substituent through pn-dm conjugation rather than electron-
releasing at ground state. This leads to resonable conclusion
that the decrease of electron density on the enol oxygen favors
shift of the proton at the equilibrium position closer to the
oxygen of carbonyl, forming a stronger hydrogen bond. High
enolization can be also explained by the decrease of the electron
density on methylene carbon to cause easier proton releasing

relative to the parent B-dicarbonyls.
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Table 1 Synthetized a-Alkylthio- and a-Phenylthio-g3-dicarbonyls, RCOCHXCOR'

Method
Compound R R' X yield®(Z) Bp(ma), °c Formula Caled. (%) Found, (X) of
Preparation
c B s £ B s
1 cHy oty SC B¢ 84 95(20)  C,H;,0,8 52,45  7.55 20.00  S52.47  7.70 19.93 A
I o4, CHy S(1-C,H;) 46 87-88(8) Cghy 0,8 55.10 8.10 18.36  55.31  8.14 18.10 B
111 CHy CH, S(e-C,Hg) 63 68-70(7) CgH, 60,8 57.40 8.56  17.01  57.65  8.84 16.71 €
v ocH, CHy S(u-CHy) 44 80-81(9) €4, (0,8 57.40  8.56 17.01  57.70  8.69 17.25 c
v Hy  CHy SC,H 81 142-143(12) C,/H,,0,5 63.19 6.08 15.54 63.46 5.81 15.40 A
VI cH, CH, SCEg 40 63° C,gH 0,8 71.08 521  11.85  TL.45  5.27 11.95 A
VII  c¥.  Coug £ B 320 33-85° CiBygu,S  75.87  4.85 9.64  75.87 4.84 9.60 A
VITI CeHy  CoBg sca, 36 88® g0, 71.08  5.21 11.85 70.84 5.19 1171 A
x ooy o scaCEs 83 126-127° € )H140,5 49.85  6.32 22.09 49.51  6.42  21.82 A
X ci,  cHy SCH,CO0H 45 86 C,H, 0,8 44,20 5.26 16.86  43.93 5.28 16.61 €
X1 cHy  OCH, SCeHg 45 3s° €,,8,,0,5  58.91  5.39 14.30  58.82 5.27 164.14 A
KIT  CHy  OCH,  SC.Hg 53 165(19) Ci,H,045 60.48 5.92 13.46  60.46 5.94 13.78 A
XIII CHy  OCHg  SCH,CH,S 65 106° Cy48,,0.5, 48.00 6.29 18.30  48.08  6.41 18.10 A
X1V CH,  OCH, SCH,,COOH 38 82 €,y 0.8 41.05  4.85 15.55  40.78 4.87 15.27 €

a) ¥yields based on 8-dicarbonyl b) mwmelting points.
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Table T Nuclear

R'

Magnetic Rescnance Spev:traa

Compound R o8’ R
1 7.60 s (CH3) ~6.96 s 7.80 t (—SCCH3). 7.50 m (-scuzc)
11 7.70 s (ca3) -7.17 s 8.80 d (-sc(cua)z), 7.70-7.50 o (-SCH)
111 7.72 s (CH3) -7.39 s 8.80 s (—SC(CH3)3)
v 7.71 s (CH3) ~7.17 s 8.60 o (-SCCHZCHZC), 7.41 ¢ (—SCHZ—),
8.30 ¢ (-SCCCC‘E3)
v 7.72 s (CH3) -7.33 s 2.90 s (—Scsﬂs)
vI 2.94 s ('C6HS) 7.70 s (CE3) -7.75 s 3.11-3.15 m (-6635)
VI : e 2.30 3 (two CH,) — 2.90 m (-SCAHS), 4.37 5 (-C-)
VIII 2.40 m (two €.BJ) —— 7.95 9 (-SCH,), 4.66 s (-M-)
x 7.65 s (CHJ) -6.52 s 7.34 s (—SCHZCHZS‘)
x 7.57 s (cHy) -7.20 s 6.76 s (-SCH,-C0-), 0.18 s (COOH)
X1 7.78 s (CE3) 6.45 s (OCH3) -3.66 s 3.16-3.20 m (_SC6H5)
XI1I 7.80 s (CH3) 6.20 q (-0C32C), -3.73 s 3.18-3.19 o (-SCGHS)
8.90 t (-0CCH,) !
XIII 7.74 s (CHJ) 8.69 t (-OCCHa), -2.95 s 7.48 s (_SCHZCHZS_)
5.88 q (-0CH,C)
X1v 7.64 .s (CHB) 6.19 s (-ocaa) -3.52 s 6.74 s (-scxzco-), 1.22 s (COCH)
a) ccasured from TS as ;;75;;;;nal reference in CClA. b) s, d, t, and q denote sinéi;ﬁ;‘;;;s;;g:;;iple;“”

quartet, and oultiplet,respectively,



Table IIT IR and UV spectra for a-alkylthin- and o-phenylthio-3-dicarbonyls

_T6_

1R Spectr; (m-l)a) uv Spectrab) B
Compound v(0-d) v(C=0) v(C=C) A pax? ™ (lcgzmax)
r 2590 1578%) 203(3.81), 234(3.08), 287(3.93)
IT 2596 15827 203(3,81), 234(3.08), 288(3.86)
111 2600 15657 203(3.84), 230(3.17,, 289(3.87)
™ 2600 1575 203(3.81), 230(3.00), 289(3.90)
v 2580 L572c) 207(4.42), 249(4.17), 279(3.95)
vI 2510 1525%) 252(4.25), 298(4.06)%)
Vi1 1710, 1679, 1663% 198(4.17), 252(4.29), 290(3.48)
vIIL 1709, 1671, 1659 198(4.17), 246(4.30), 285(3.60)
= 2570 1575 203(4.13), 232(3.40), 286(4.17)
x £ 1570 285(3.89) %
I 2780 1624 1590 198(4.23), 250(4.17), 297(3.30)
XIL 2780 1625 1589 197(4.23), 250(4.24), 300(3.35)
II1Y 2880 1638 1572 215(1;.04), 250(4.25), 286(3.90)
xIv _f 1639 1572 249(3.84), 278(3.48)

a) measured in CCI‘, b) measured im o-heptane, <c) overlapped with (C=0) and v(C=C)

d) w(C=0) for ketoforz, e)=zeasured in CHCX:’, f) difficulc assigrment due to the supperimposition

of ,(0H) of the COOH.
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acetate) (XIII)
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(o)
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Fig. 2 The nmr spectrum of 3-phenylthio-1-phenyl-1,3-butanedione.
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Fig. 3. Nur spectra of Ethyl and ¢

ethyl a-phenylthio acetoacetate
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Chapter 5

The Reaction of Metal(III) Chelates of 3-Bromo-2,4-Pentane-

dione with Thiophenoles®1
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5.1 Summary

Although extensive works on electrophilic substitution
reaction of acetylacetonates have been reported by many workers,
successful cases of nucleophilic displacement at the central
carbon of the chelate ring have never been found. We have suc-
ceeded in the first nucleophilic reaction of metal (III) acetyl-
acetonate chéiate ring by the reaction of tris-(3-bromo-2,4-
pentanediono)-aluminum (III),-cobalt(III), and -chromium(III)
with arylmercaptans, leading to yield tris-(3-arylthio-2,4-pen-
tanediono)-metal (III) chelates. The proposed structures were
confirmed by spectroscopic evidences and analyses.

The reaction in stronger proton acceptor such as acetone,
methylalcohol, and diethylether was extremely depressed in com-
parison with the system in weaker proton acceptor such as ben-
zene and methylenedichloride. The reaction behabior is quali-
tatively diséussed in terms of the solvent effect, the substit-

uent effect of nucleophiles and metals.

5.2 Introduction
It has been of great interest that trivalent metal chelate

of acetylacetone undergo quasi-aromatic electrophilic substit-
1 . . . .

ution with a various reagents. The first direct substitution

was the bromination of chromium(III) acetylacetonate by the

action of bromine in chloroform. Since Djoidjevic reported
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nitration of copper (II) acetylacetonate,2 it has invoked the
attention of chemists to this field concerning with new aromatic

system. Extensive works on electrophilic substitution have been

reported by Collman and his co-—workers.3

- H
H,C 3C
0 + \
\ Br
H /Cr/3 ——> Br /Cr/3
0
0
H G H,C
H.C
H,C o 3 o
\ N,0, \
H /Cu/2 —=—== O,N /Cu/2
Y 0
H,C H,C
H.C
H,yC o 3 o
\ &+ \ N
H /M/3 —_—— X /M/3 + H
0 0
H.C
HBC 3
X=I, Br, Cl, SCN, SAr, SCl, NO,, COCH,, CHO, CH,CL

However, successful nucleophilic substitution have never

been found anywhere. The treatment of tris~(3-bromo-2,4-pentane-
diono)-chromium(III) with azide, acetate, cyano, and iodo anion

resulted in recovery of the starting material. In addition,
the reaction of brominated chelate with sodium ethoxide in cold
ethanol caused decomposition of metal chelate.4

Collman et al have reported that the treatment of tris-
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(2,4-pentanediono )-chromium(III) with sulfur nucleophile such
as phenylsulfenyl chloride can afford tris-(3-phenylthio-2,4-

pentanediono)-chromium(III) among his wide investigations.5

C'—"‘O
— g; e -

CH

.~s——cC/Cr/3 +  HCl (4)

CH3

To the contrary, we have found an alternative nucleophilic
pathway to prepare the above compound in milder condition
using tris-(3-bromo-2,4-pentanediono)-metal (III) complexes
and arylmercaptans inmethylenedichloride at -5 - -20. This

is the first instance of the successful nucleophilic displace-

ment to the central carbon atom of acetylacetonates.

CHg
Q
Br C M/3 + RSH —> RS C M/3 + HBr  (5)
in CH,C1,

O

CH3

A1(III), Co(III), Cr(III)

=
]

R‘= C6H5’ p—CH3C6H4, p—NOZC6H4
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5.3 Experimental

Starting materials; Acetylacetone was commercially availa-
ble and distilled under nitrogen stream before use. Aluminum
(III),6 cobalt(III),7 and chromium(III)8 acetylacetonates were
prepared according to the authentic method. These chelates
were halogenated by means of N-halosuccinimides followed by
chromatography on silicagel. Commercial thiophenols were puri-
fied by distillation or recrystalization.
5.3.1 Tris-(3-phenylthio-2,4-pentanediono)~aluminum(III), (la);
Solution of tris-(3~bromo-2,4-pentanediono)~aluminum (1.0 g) in
60 ml. of methylenedichloride was kept at -20°C with dryice-
acetone. To this solution was slowly added a solution of thio-
phenol in 10 ml. of methylenedichloride under stirring. After
two hours, the solution was treated with aqueous sodium bicarbo-
nate and washed with water three times. A white powder (0.26g.)
was obtained from recrystallization from the mixture of water-

ethanol.

5.3.2  Tris-(3-phenylthio-2,4-pentanediono)-cobalt (I1I)(2a);
To a solution of tris -(3-bromo-2,4-pentanediono)-cobalt(I1I)
(0.5g) in 40 ml. of methylenedichloride was dropwisely added a
thiophenol (0.3g) in 10 ml of methylenedichloride at -20°C.
After two hours at -20°C, 0.3g of pyridine was added to the
solution at once. The reaction mixture was chromatographied

on Florisil with benzene. A green solution was collected and
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condensed to small portions under vacuum. Recrystallization

from ethanol-water yielded a fine green crystals (0.3 g).

5.3.3 Tris-(3-phenylthio-2,4-pentanediono)-chromium(III), (3a);
A solution of thiopenol (0.6 g) in 50 ml. of methylenechloride
was slowly added to a solution of tris(3-bromo-2,4-pentanediono)-
chromium(III)‘in 100 ml. of methylenedichloride at -5°C. The
treatment similar to the method of (5.3.2) gave 0.52 g of reddish
brown crystals. As an minor product, (2,4-pentanediono)-bis-
(3-phenylthio-2,4~pentanediono)~chromium(III) was separated by
thin layer chromatography, confirmed by infrared spectrum.
Another metal (III) chelates were prepared according to the

above described methods respectively.

Spectral measurements; Proton magnetic resonances of cobalt(III)
and aluminium(III) chelates were measured on Japan Electron
Laboratory; Model JNM C-60H in carbontetrachloride with TMS as
an internal reference. Infrared spectra were recorded on Japan
Spectroscopy Co., Model DS-402G grating spectrophotometer in
KBr pellet. Hitachi Model EPS-3T spectrophotometer was used

to study electronic spectra in methylenedichloride.

5.4 Results
Table 1 lists yields, physical propefties and elementary

analyses of products resulted from the reaction of brominated

-107-



acetylacetonates and arylmercaptans. Compound (3a) was obtaina-
ble in the yield of 32.7 %Z from the reaction of chromium(III)
acetylacetonate with phenylsulfenylchloridé?Alternative nucleo-
philic courses are possible to give corresponding compound (3a)
by the reaction of tris-(3-bromo-2,4-pentanediono)-metal(III)
with sulfur nucleophiles at low temperature. Eight complexes

in Table 1 have never been reported anywhere except for (3a).

Nuclear magnetic resonance spectra

As is shown in Table 2, chemical shifts and ratio of inte-
gration for cobalt(III) and aluminum(III) complexes represent
clear evidences to indicate the displacement of bromine with
arylthio group. Furthermore, singlet signal of methyl group
attached to the chelate ring does support that complexes are
constructed with one species of ligands as is seen in Figure 1.
Otherwise, chemical shift of methyl in the mixed ligand will be
splitted into the two peaks because of their different magnetic

field.lo’ll’12

The methyl protons of aluminum(III) complexes
resonates at lower magnetic field by 0.18-0.24 ppm than those
of cobalt(III) complexes in Figure 2. It is not clear the
reason why difference due to the electronic field caused by
central metal charge13 or the induced magnetic field of ring
current of the chelates. Proton magnetic resonance of chromium

(III) complexes are not measurable owing to paramagnetism of

unpaired d-electron of chromium(III) ion. Hence the structure
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of chromium(III) chelates were determined based on infrared

and ultraviolet spectra.

Infrared spectra

Upon displacement of bromine with arylthio group, a few
new absorptions appeared at 1494, 1481 and 1468 c:m_l assigned
to skeletal stretching vibration of phenyl ring. In addition
to those bands, another bands at 1086, 1073, 1059 and 1046 cm -
are probably assigned to C-H in-plane bending vibration of
phenyl ring and the C-S stretching vibration. The C-H out-of-
plane bending of monosubstituted phenyl ring showed at 806 and
742 cm_l. The latter one was disappeared on introduction of
Since new band at 708 cm—1 was not so sensi-

p—-CH, and p—-NO

3 2°
tive to the para substituents, it is likely to be assigned to
the stretching vibrational mode of S-C (central carbon atom of
chelate).14 The chelates substituted with p-nitrophenylthio
group revealed asymmetric stretching vibration of NO2 at 1510
cm ~ and two absorptions at around 850 cm—1 which are possibly
assigned to m(C-H) andy(C-N). p-Methyl phenylthio group would
be characterized by the new absorption at 755 cm_l due to the
rocking vibration of methyl group. Infrared spectra of chro-

mium(III) chelates in the region from 1800-400 cm—l are demon-

strated in Figure 2.
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Ultraviolet spectra

The ultraviolet spectra and characteristic infrared spectra
are listed in Table 3. Non substituted chelates exhibit strong
absorption at 288, 258 and 336mu for aluminum(III), cobalt(III)
and chromium(III) chelate respectively.15 Similar strong ab-
sorption due to chelate ring is observed for each arylthio
substituted chelate. As is seen in Table 3, another strong
absorption at 252(la), 254(1b) and 340(lc) are assigned to the
local exsitation band n—n* transition of para substituted
phenyl ring in aluminum(III) chelates. Unfortunately, accidental
overlapping of absorption related to the chelate ring apd the
arylthio group occured jin the cases of (2a), (2b) and (3c) with

increases of the strength of absorption.

Reactivity of halogens

In order to elucidate the reaction mechanism, the reaction
of tris-(3-chloro-2,4-pentanediono)-cobalt(III) with thiophenol
was carried out under the same condition as the case of (6.3.2).
The starting material was recovered from the resultant reaction
mixture. Even though temperature was raised up to room tempera-
ture, trace of (2a) was detected by means of thin layer chromato-
graphy. On the other hand, treatment of tris-(3-iodo-2,4-pen-
tanediono)cobalt(III) with thiophenol yielded (22) to the same
extent as the brominated chelates. Consequently, reactivity of

halogens are shown in the following order I, Br >Cl. The bond
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C-X breaking step seems to be significant kinetically.

Effects of oxygen and light
As is well known facts, mercaptans can undergo radical
reaction in the presence of oxygen or under irradiation of
light. To assure the these effects, the reaction of cobalt
(III) chelates with thiophenol was carried out in the dark place
under nitrogeﬁ‘stream. As a matter of fact, the significant ac-
celeration or depression of the reaction was not observed within

experimental error. Radical reaction scheme is probably less

possible.

Effect of solvents

Metal(III) acetylacetonates used to be soluble in usual
organic solvents. A solvent effect on the reaction involving
metal chelates has never been taken into consideration. Various
solvents such as acetone, diethylether, methylalcohol and dimethyl-
sulfoxide were used in order to study the effect of solvent on
the reaction. Reaction proceedseffectively in benzene as well
as in methylenechloride. To the contrary, it is worthy of notice
that the reaction in stronger proton acceptor such as acetone,
methanol, ether and dimethylsulfoxide was entirely inhibited.
Therefore, it must be mentioned that the effect of solvent is
considerably larger than in the electrophilic displacement
reaction. An addition of amine such as pyridine and piperidine

to accelarate nucleophilic displacement resulted in a failure
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to initiate the reaction under the same condition as (5.3.2.).

Effect of substituents in arylthio group

To avoid difficulties to separate the mixed ligands chelate
resulted from competitive reaction of different nucleophiles to
a tri-halogenated metal(III) chelate, mono brominated chelate,
(3-bromo-2,4-pentanediono)-bis-(2,4-pentanediono)-cobalt (III)
was used to investigate the effect of substituents in arylthio
group on the reaction. A competitive nucleophilic displacement
of p-nitro and p-methyl thiophenol to mono brominated cobalt
(II1) chelate showed the presence of the exclusive product sub-
stituted with p-methylphenylthio group which was clearly proved
by NMR spectra of the product. It is, therefore, concluded
that the nucleophilicity of sulfur is enhanced by the electron
donating substituent and lowered by the electron attracting omne.
This trend is surprisingly similar to the nucleophilic substit-

ution of thiophenols toward 2,4—dinitrochlorobenzene.16

;
@)
\E?/
[
/ \?/
m
N%
e
\7

/
Ci, CH,
cty on,
c—o 0—c
CHB—@—C TC Yo Sc-m
c—o0 o——¢
o N
3 CI-I3 2
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5.5 Discussion

Despite of extensive works on the electrophilic reaction,
there have never been reported quantitative reaction kinetics
and mechanisms from the standpoint of the quasi aromatic ring
of metal chelates except for the mechanisms of bromination by
Kluiber?7 It was suggested that the consequent of the electron
shift from ;helate ring to the metal will reduce the tendency
towards electrophilic substitution. On the contrary to expec-
tation, only electrophilic substitutions have been developed
and successful as has been reported.

An insignificant effect of oxygen and light seems to
exclude radical mechanism to explain the reaction scheme in
this system. It is reasonably assumed from the effect of
solvent that weakly polarized sulfur nucleophiles might partici-
pate in the center of reaction rather than completely ionized
species!8 The sequence of reactivity of leaving halogens would
be explained in terms of polarizability of halogens rather than
their electronegativities. Moreover, the great polarizability
of sulfur atom enables sulfur nucleophile to form the C-S bond
ecasily. Thus both polarizability of attacting sulfur nucleo-
phile and leaving halogen seems to play kinetically important
role on the transition state. The presence of strong proton
acceptor may break the plausible four centered intermediate

to form favorable intermolecular hydrogen bond of -SH---0 <:
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and -SH---N¢€&.

R

\\S Me

R }——o\

i o O/M/ 3
‘Bf//‘ﬁ>_-—-

It is of particular interest to discuss about the effect of
metals on the reaction. 1In case of chromium(III) complexes,
reaction temperature was raised up to ~-5°C to initiate reaction.
Therefore, the reactivity of chromium(III) complex is lower than
that of cobalt(III) complex judging from the severity of condi-
tion. On the other hand, in electrophilic substitution such as
acylation, chromium(III) chelates were found to be more reactive
than that of cobalt(III).

It can be considered that charge transfer from metal to
ligand or ligand to-metal may be possible through d-orbitals of
metal to interpret the electronic effect of metal. However,
it is rather difficult to attribute the electronic effect to
d-electron of metal generally, because aluminum(III) chelate
showed potential reactivity to sulfur nucleophile under the
same condition as cobalt(III) and chromium(III) complexes,
even though aluminum possesses no available d-electrons.

In nucleophilic displacement, it should be noticed that

there are two kinds of reaction sites, that is, the central
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carbon atom and metal. An attack of nucledphile to metal
possibly leads exchange of ligands followed by the decomposition
of the chelate ring at higher temperature. Especialy strongly
ionized nucleophiles may have the trend to decomposition.

This fact has been observed in the reaction of bis-(3-chloro-
2,4-pentanediono)-copper (I1) chelate with thiophenol resulted

in ready decomposition to give copper sulfide.
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Metal

A1(III)
A1(I11)
A1(III)
Co(III)
Co(III)

*%
Co(III)
Cr(I1I)

Cr(III)

Cr(III)

Table 1 Physical properties of metal (III) chelates

R

C6H5

p-CH,C H,

p—N02C6H4

C6H5
p—CH3C6H4
P-NO,CgHy,
C6H5
p—CH3C6H4

p—NOZC6H4

* Based on chelate

*
Yield(%Z) m.p.(°C)

23

53.

18.

45.

44,

43.

90

68.

88.

*% The sample was found to

determined from the n.m.r.

65— 67

5 162-164
6 135-137
3 104-106
8 170-171
5 163-165
105-107

6 100-102
6 148-150

contain 0.36 mole % of CH,.C1

spectrum.

.13

.69

.86

.89

A4

.61
.94

.49

.74

Cal.

61.

62.

50.

58.

59

47.
58.

60.

49

2

Anal (%)

11
60
58
24

.83

38
84

41

.01

2

Found

H

5.63 59.
5.75 63
4.18 51.
5.30 58.
5.65 59
3.87 47
5.16  59.
5.57 58.
4.00 49,

as impurity

08

.78

20

52

.87

.48

07

21

68
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*
Table 2 The NMR spectra of A1(III) and Co(III) chelates

T (ppm)

Metal R CH3 R

A1(III) C6H5 7.63(s, 18H) 2.90-3.05(m, 15H)

A1(111) p-CH,C H, 7.64(s, 18H) 3.05(s, 12H) 7.76(s, 9H)
A1(II1) p—N02C6H4 7.63(s, 18H) 2.01(d, 6H) 2.82(d, 6H)
Co(I1I) C6H5 7.46(s, 18H) 2.92-3.05(m, 15H)

Co(I1I) p—CH3C6H4 7.50(s, 18H) 3.06(s, 12H) 7.77(s, 9H)
Co(III) p—N02C6H4 7.40(s, 18H) 1.90(d, 6H) 2.75(d, 6H)

* Measured in CCl4 using TMS as an internal standard s, d, and

m denote singlet, doublet and multiplet respectively.
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Table 3 The IR and UV spectra of metal (III) chelates

~1 %
IR (in KBr, cm )

UV (in CH2C12, my)

Metal R v(C=C) a(CH) v(C-N) xmax (1loge)
A1(III) C6H5 1480 805 252(4.53) 291(4.43)
A1(III) p—CH3C6H4 1495 808 254(4.56)  290(4.43)
A1(III) p—N02C6H4 1478 842 853 340(4.56)  292(4.54)
Co(III) C6H5 1482 805 253(4.77)

Co(III) p—CH3C6H4 1495 807 255(4.83)

Co(III) p—N02C6H4 1477 842 852 341(4.69) 255(4.53)
Cr(III) C6H5 1481 806 252(4.51)  335(3.94)
Cr (II1) p_CHBC6H4 1495 806 254(4.65)  334(4.03)
Cr (III) p—N02C6H4 1477 841 852 340(4.72)

* GShowed only characteristic bands and calibrated by polystyrene film.
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Figure 1 The MMR spectra of tris-(3-arylthio-2,4-pentanediono) aluminum(I1I)

-119-



C H.S-

65
— 1. —
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Figure 2 The NMR spectra of tris-(3-arylthio-2,4-pentanediono)

cobalt (111)
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Cyclopropyl Conjugation with the Chelate Ring of B—dicalrbonyls,l
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6.1 Summary

m—-Conjugative effect of cyclopropyl ring on the chelate
ring of B-diketones at the both ground and excited state has
been studied by means of spectroscopic methods. The changes
in spectra have been compared on the substitution of isopropyl
group with cyclopropyl ring. Proton magnetic resonance and
infrared spectra indicate that there is appreciable conjugative
effect at the ground state. The bathochromic shift of ﬂ—ﬂ*
transition band of the chelate ring suggests more stabilization
of the excited state rather than the ground state. Conforma-
tional preference of cyclopropyl r{ﬁg in the chelate ring of
B-diketones become more important at the excited state.
Cyclopropyl conjugation in metal chelate of B-diketone appears

to be considerably small in comparison with free ligand.

6.2 Introduction

Problems of w—-conjugative interaction of cyclopropyl ring
with adjacent unsaturated bond have been a great deals of
chemist.1 It has been of particular interest that conforma-
tional preference of cyclopropyl reflects on the overlapping
of p-orbital of adjacent double bond.2’3 Even though so many
works have been reported, a large number of them is concerned
with electronic spectra with less care of the ground state.l*_7

The cyclopropyl conjugation at the ground state have recently
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been investigated by the techniques of proton magnetic reso-

nance, 0 infrared,ll’12 electron diffraction,l3’14 a

nd
solvolysis reaction.

The system of enolic structure of B-diketones present
the proper example in order to study rather weak conjugative
effect of cyclopropane ring, since m-electron system associated
with intramoi;cular hydrogen bond enable to give information
about both ground and excited state. Several new cyclopropyl
substituted f-diketones have been reported in the present

paper.

6.3 Experimental

1-Cyclopropyl-3-isopropyl-1,3-propanedione (II); Essential
procedure were followed according to the method to prepare
asymmetric B-diketone reported by Linn and Hauser.16

A solution of 8.04 g (0.096 mole) of cyclopropylmethyl-
ketone in 100 ml of ethylether was slowly added to suspension
of 7.0 g (0.18 mole) of finely pulverized sodium amide under
vigorous stirring for 30 min. To reaction mixture was dropwisely
added 32.0 g (0.27 mole) of ethyl iso-butyrate followed by
further stirring for 3 hr at room temperature. A gelatinous
mixture was poured into ice-water and nutrilized by 6N-HC1.
B-Diketone was separated by treatment of aqueous copper acetate

in the form of bis-(l-cyclopropyl-3-isopropyl-1,3-propanediono)
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-copper(II). Copper chelate recrystallized from chloroform was
hydrolized by 6N-HCl. RB-Diketone was recovered by extraction
with ether. Extract was washed with water and dried over anhy-
drous sodium sulfate. Distillation at reduced pressure afforded
6.5 g of a colorless liquid, 54.0-55.5°C/6mm, 447 yield based
on ketone.

1,3-dicyclopropyl-1,3-propanedione (III), l-cyclopropyl-3-(2-
thenoyl-1,3-propandione (IX), l-cyclopropyl-3-(2-furyl-1,3-propane-
dione (VII), and l-cyclopropyl-3-trifloromethyl-1,3-propnedione
(XI) were prepared using corresponding ketone and ester. In
case of (XI), ether extract was refluxed with P205 for 5 hr.
Its elementary analysis was doubtful because of the action of

fluorine, however structural identification was supported by

mmr spectrum. Colorless liquid was separated by distillation.

Spectral Measurements
Spectrophotometers used in this work were stated in the
previous chapter. Infrared spectra were measured in carbon
tetrachloride. Measurement of ultraviolet and visible spectra
were carried out in n-hexane for B-diketones and in methylene-

chloride for copper chelates respectively

6.4 Results and Discussion
Table 1 lists yield, physical properties and elementary

analysis of newly synthetized cyclopropyl substituted B-diketone.
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The synthetic pathway of 1,3-diketones

NaNH

2
-C- +  R,-COC.H > R_-C-CH,.-C~-
R ICI CHy 22 ! Tl CH, Tl R
0 in (CyH5) 50 0
R1 = cyclopropyl, isopropyl
R2 = cyclopropyl, isopropyl, phenyl, 2-furyl ; 2-thenoyl,

trifluoromethyl

Cannon and Whidde%7have already synthetized cyclopropyl
substituted B-diketones such as l-cvclopropyl-1,3-butanedione
and l-cyclopropyl-3-phenyl-1,3-propanedione, however they have
never mentioned about available spectroscopic data. Their nmr
spectra in carbon tetrachloride are shown in Figure 1 - Figure
4. No cleavage of cyclopropane ring has been proved by the
spectroscopic evidences and the elementary analyses. As has
been explained by Hammond et al}8 substitution of bulky groups
at 1- and 3-positions increases the percentage of enol tautomer
owing to repulsive interaction between two substituents.
Similar high enolization has been proved by the nmr spectra.
The enolization of cyclopropyl substituted B-diketones are
not different form corresponding isopropyl substituted 8-
diketone. All of them showed more than 90 7% of enol structure
estimated from the ratio of integration of the —CHZ— proton of

keto form and the -CH= of enol form.
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Chemical shifts of B-diketones are summarized in Table 2.
Two chemical shifts, -CH= and O-H---0, characteristic of the
chelate ring were noticed to evaluate the changes in m-conju-
gative system and the strength of intramolecular hydrogen bond.
The proton chemical shifts of the —-CH= resonate slightly at
lower magnetic field compared with coresponding iso-propyl
substituted B-diketones. Similar trend have been observed in
cyclopropyl substituted olefinic esters, where the -CH= proton
of trans conformer appeared at lower magnetic field than cis
conformer.l9 However, it is rather hard to show whether a
cyclopropyl ring exsist in s-trans or s—cis to the C=C bond of
the chelate ring.

As has been reported by Jarret et al,20 the enolic proton
resonates at quite lower magnetic field. The position of
chemical represents a measure of the strength of hydrogen bond
in accord with a shift of carbonyl stretching vibration in
infrared spectra.21 Substitution of iso-propyl with cyclopropyl
indicates an appreciable down field shift for 3-isopropyl,
3-thenoyl and 3-trifluoro series. On the other hand, slight
up field shift are observed in 3-phenyl and 3-fruyl substituted
ones. As is seen in Table 3, the C=0 stretching shifted appre-
ciably to lower frequency region for former group and for the
latter case, the shift was only few wave numbers on substit-

ution with cyclopropyl group. Strictly speaking, the indication
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by the C=0 stretching is rather vague because of its super-—
imposition with the C=C stretching.22

There exsist possible intercovertible enol isomers (A) and
(B) for asymmetric B-diketones, even though its potential barrier
between two isomers seems to be very small. In nmr spectrum,
it is impossible to distinguish whether (A) or (B) is predominant
structure at equilibrium.20 Averaged chemical shifts of (A) and
(B) used to be measured owing to rapid interconversion. If one
enol structure is more stable than the other, the nmr spectrum
belonged to the former would be reflected on the averaged spect-
rum. According to this consideration, it is explainable that
cyclopropyl substitution exhibit different effect on hydrogen
bonding. Electron supplying cyclopropyl adjacent to carbonyl in
A form enhances the electron density on the oxygen of carbonyl
increasing the strength of hydrogen bond whereas it inB form
close to enol increases the electron density on the exygen of
enol resulted in weaker hydrogen bond due to less proton

releasing.

C C

I T — 1
0

. o ..
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Conformational studies on cyclopropyl carbonyls by electron
diffraction14 have suggested that s—-cis rotational isomer is
preferencial rather than s-trans conformer at the ground state.
This is evidently supported by vibrational spectrum of cyclopro-
panecarboxylicacid chloride.12 It has been proposed that s~trans
rotational isomer is the lower energy conformer on the basis of
analysis of nmr spectra of vinylcyclopropane. These results
lead us to suppose that one of two cyclopropyl ring of 1,3-di-
cyclopropyl-1,3-propanedione (III) is placed in s-cis configu-
ration to the carbonyl and the other one is s—trans to perform
maximum overlap with Q-orbitals of the chelate ring recognized

from Walsh's model.‘23

The electronic spectra of B-diketones are given in Table 3.
v Cyclopropyl substitution cause the bathochromic shift of
the ﬂ—ﬂ* transition of the chelate ring which are smaller than
that of olefinic esters. Among them, B-diketones containing
heterocyclic group and strong electronegative group show some-

what larger shift than those of iso-propyl and aryl substituted
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B-diketones. Charge separation of former at the excited state

become more significant on substitution with cyclopropyl com-
pared with the latter cases. It is concluded that cyclopropyl
ring seems to interact more effectively with m-electron system
of the chelate ring at the electronically excited state than
the ground state, since the change in electronic spectra are
related to the energy difference between the ground and excited
states. Cyclopropyl conjugation with metal chelate interest us
for its quasi-aromatic ring in comparison with phenylcyclopro-
pane.4’8 However, substitution with cyclopropyl has never shown
such appreciable changes at the both ground and excited states
as are seen in metal free chelate. Table 4 and 5 list ultra-
violet and visible spectra of metal chelates respectively.
Although band (I) at around 250 mﬂ assigned to ¢ (ligand) —>
dxy(metal) transition24 reveals very small shift to lower wave
length, it is rather difficult to interpret the electronic
effect of cyclopropyl group on the bonding of metal and ligand
without precise molecular orbital calculation. Band(II) appeared
at 290-340 my due to ﬂ—ﬂ* transition25 of chelate ring does not
show significant changes which represent less interaction be-
tween cyclopropyl group and the chelate ring as is seen in
phenylcyclopropane. Broad absorptions in the visible region
seem to be less accurate to discuss, because the positions of

maximum absorption are hard to be determined. The chelated

C***0 stretching vibration appeared at 1580 cm—1 was not
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Table 1

Ry )

The Physical Properties of 1,3-Diketones

Yield(%)* bp (°C/mm)

> D>
> >
>
0

49.4 86-88/8
44.0 55-56/6
32.0 91-92/6

52.0 142-144/4

Calcd, % Found, %
C H S C H S
7.95 71.02 8.15 71.75
9.15 70.12 9.43 70.32
5.91 67.98 5.96 67.98
5.15 61.85 16.49 5.20 62.42 16.53

* base on ketone
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Table 2

The nmr spectra of B-diketones

R
1
Ry Ry Tey Tog  ~CH(CHy), or —<] Ry
0 ~CH(CH,) ~CH(CH,), 4.56 =-5.34 7.56(2H, m), 8.84(8H, )
(1) -cH(cn,),, ,‘<} 4.49 -5.66 7.62(1H, m), 8.85(6H, d) 8.40(1H, m), 9.10(4H, m)
(11I) —<] *<] 4.35 -5.76 8.45(1H, m), 9.02(8H, m)
(IV) @ ~CH(CH), 3.93 -6.32 2.20(2H, m), 2.60(3H, m) 7.44(1H, m), 8.80(6H, d)
(V) ‘@ ‘4 3.84 -6.27 2.25(2H, m), 2.65(3H, m) 8.16(1H, m), 8.94(4H, m)
3T50(iE, my, 2,94 (1, &)
(V1) @ ~CH(CHy), 4.00 -5.37 , oiou’ o 8.80(6H, d), 7.47(1H, m)
0
(VII) @ 3.93 -5.29 3-50QH, m), 3.03QH, d) ¢ 2901y 1) 8.90(4H, m)
0 2.54(1H, d)
(VIII) w ~CH(CH,), 4.10 -5.77 2.95(1H, m), 2.45(2H, m) 7.50(1H, m), 8.80(6H, d)
S
(IX) @ -4 3.96 -6.00 2.98(lH, m), 2.50(2H, m) 8.34(1H, m), 8.92(4H, m)
(X) CF -CH(CH), 4.12 -3.53 7.45(1H, m), 8.78(6H, d)
(XI) CF ‘<l 3.98 -4.69 8.22(1H, m), 8.80(4H, m)




Table 3 The ultraviolet spectra of copper(II)

chelate of B-diketones

Amax(log £)

R R, (mp) v(C=0) cm T
~CH(CH,) CH(CH,), 273.5 (4.13) 1613
~CH(CH,), < 277.0 (4.12) 1610
—q < 284.0 (4.11) 1584
~CH(CH,),, @ 307.0 (4.42) 1573
-<} @ 315.0 (4.23) 1571
~CH(CH,) /@ 310.0 (4.36) 1610
<] @ 323.5 (4.43) 1607
~CH(CH,) @ 318.0 (4.26) 1605
_<l /@ 331.0 (4.25) 1582
CH(CH,), | ~CF, 282.5 (3.84) 1612

< ~CF, 295.5 (3.85) 1598
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%
Table 4 UV spectra of copper (II) chelates of 1,3-diketones

(1) (11)

=
2o

A
max (log ¢)

[
N

251.1 (4.08) 299.9 (4.36)

249.1 (4.29) 298.5 (4.49)

248.2 (4.36) 300.0 (4.59)

261.7 (4.45) 325.4 (4.57)

258.5 (4.37) 327.4 (4.55)

336.2 (4.59)

IOV T AAA

336.5 (4.76)

E§ 266.5 (4.29) 340.5 (4.57)

AN AANAAAAA
'S

265.8 (4.22) 341.0 (4.54)

=

* measured in methylenedichloride
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*
Table 5 Visible Spectra of Copper (II) Chelate

A . (log £) myu

Rl R2 ma
(I11) (Iv)
—CH(CH3)2 —CH(CH3)2 555 (1.606) 663 (1.696)
-—<::] ——«<::] 554 (1.626) 664 (1.698)
CeHg- ~CH(CH,), 550 (1.636) 660 (1.680)
CeHo- -—«<::] 550 (1.542) 658 (1.628)
2-C,H;0-  -CH(CH,), 545 (1.540) 655 (1.660)
2-C, H,0- -«<::] 552 (1.552) 658 (1.618)
2-C,H)S-  -CH(CH), 550 (1.765) 656 (1.716)
2-C,B,5- __<<::] 553 (1.700) 658 (L.700)

* measured in methylenedichloride
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Fig. 2 The nmr spectrum of l—cyclopropyl—B—trifluoromethyl—l,3_propanedione
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Molecular Orbital Calculations in Huckel and SCF Approximation;

The Enolate Ion*l

Pages
7.1  Summary 144
7.2 Introduction 144
7.3 The procedure of Calculations 145
7.4 Results and Discussion 148

*1 Presented before at the General Discussion on Molecular

Structure held at Hokkaido Univ., Oct. 1967.

-143-



7.1 Summary

Simple molecular orbital calculation of the enolete ion of
3-substituted-2,4-pentanediones has been made for the purpose
of evaluating the electronic effect of 3-substituents. The de-
crease of electron density on the enol oxygen results in the
shift of the enol proton toward the lower magnetic field in the
nmr spectra.

The m-electron structure of f-dicarbonyls such as acetyl-
acetone, benzoylacetone, dibenzoylmethane and R-keto esters
have been investigated in the semiempiivical SCF- LCAO-MO approxi~
mation. The comparison of the bond vrder and electron density

showed relatively good agreement with observed infrared spectra.

7.2 Introduction

Several investigations on the electronic structure of
enolate :'Lonl_3 have been reported. Although there are somewhat
difference, the electronic structure and ﬂ—ﬂ* transition absorp-
tion have been reasonably explained. As far concerned with
intramolecular hvdrogen bond, the most important problem is
whether vacant 2p-orbital of hydrogen perpendicular to the
chelate ring, can participate in m-electron system of the
chelate ring. Preliminaryextended Huckel MO treatment by

Morokuma et al4 suggested the less possibility of the partici-

pation of 2p-orbital parpendicular to the chelate ring. To the
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contrary, Shigorin5 has stated that construction of quasi aroma-
tic ring can be performed by taking account of 2pm-orbital of
hydrogen associated with hydrogen bonding using SCF-LCAO-MO
calculation.6 This conclusion seems to give us easier under-
standing to peculiar phenomena of the chelate ring. However,
the validity of the MO calculation is still suspicious because
of the high promotion energy from ls orbital to 2p orbital of
hydrogen atom. Therefore, more advanced treatment will be
required to describe the nature of hydrogen bond of the complex
molecule.

Since intramolecular hydrogen bond is strongly associated
with the m-electron system, molecular orbital calculation in
Hickel and Self consistent field approximation have been carried
out in order to interpret the properties of enolate ion of 8-

dicarbonyls neglecting hydrogen bonded system.

7.3 The Procedure of Calculations

A. Hilickel Molecular Orbital Calculation
A semi-empirical molecular orbital (MO-LCAO) method has
been used neglecting overlap integral.7 In Huckel method the

normalized molecular orbitals are of the LCAO form.

¢, = ) % (1)
P
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where the summation index p extendeds over all the atoms in
m—electron system. The coefficient, Cip’ and orbital energy
€ are determined by diagonalization the H matrix, with elements
defined as

eff

H = x H "'x dt (2)
Pq P q

The coulombuintegrals Hﬁp = up and the resonance integrals,
Hpq = qu are determined empirically. Although there are some
uncertainties in chose of parameters,a set of parameters proposed
by Pallman and Pullman8 is used in this works. The parameters
including hetero atom are evaluated according to Streitwieser. /

The hyperconjugative effect of methyl has been considered in

the present work.

a=0 = ac + 1.28CC
&_o = 9% + ZBCC
Beo = 2Bcc

B = 0-98,

B. SCF-LCAO-MO

The calculation involved the diteration of the solutions

£

of the eigenvalue problem of the matrix F,
(1) (0) (0) e
= - + , - E.) + P, . - Z.)Y. .
Fi,1 T AR Ay T ) L @y 2y
i#j
eo s e 0 (3)
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F, ., =8, ., - 1/2p, .(0) Y. o,
i,] 1,] 1,] 1,]

The index is the same as that used by Pople.9 The Coulomb

integrals have been evaluated according to approximation proposed

by Mataga and Nishimoto.10

2
R T I “

The molecular dimension in this calculation were quoted

11
from crystalographic result by Williams. The constants a;
b

are defined by the following expression.

. _ 2 _
Yi,i = e /ai’j = Ii - Ei (5)

2 _
e /ai’j = 1/2(1i - Ei + Ij - Ej) (6)

Ii and Ei indicate the ionization potential and electron

12
affenity of the i-th atom in valence state respectively.

The parameters used in this work are

I=O =17.70 eV E=O = 2.47 eV BC—C = -2.56 eV
I—O— = 27.60 eV E—O— = 4.94 eV BC=0 = -2.39 eV
IC = 11.16 eV EC = 0.03 eV BC—O— = -1.33 eV

All calculations have been carried out using a digital
computor Model KDC-II at Kyoto University. The iteration were
continued until the difference of each coefficient of atomic

orbital at 7 th step and that of 7 + 1 the step converged

within 0.001.
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7.4 Results and Discussion

The Huckel MO calculations have been carried out for acetyl-
acetone, 3-chloro, 3-propenyl, 3-cyano, 3-nitro and 3-acetyl-2,
4-pentanedione.

Figure 1 demonstrates the plot of the chemical shift of
enolic proton against the n-electron charge density on enolic
oxygen. The linear relationship between them indicates that the
lower electron density on the enolic oxygen causes the lower
magnetic field shift of the enolic proton. A contribution of
ionic structure of enol form at the ground state seems to have
profound effect on the intramolecular hydrogen bond. Although
an alternative explanation using vacant 2p-orbitals of hydrogen
may be possible in the same way as in mono substituted benzene,
this concept is not necessary to interpret this system.

One may suppose that the expansion to 2p-orbital in Lithium must
be much easier than that of hydrogen atom. However, recent
report has suggested that the contribution of 2pm-orbital of
Lithium in acetylacetonate is proved to be negligible by vibra-
tional spectraﬂ

Figure 2 and 3 illustrate the m-electron charge density
and bond order resulted from self consistend field approximation.
Comparison of bond order of C=C and C=0 with the stretching
vibration shows paralleism as is seen in Table 1. Two vibrations

are obviously distinguished for B-keto ester. However, two
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vibrations are supperimposed in the spectra of the enol struc-
ture of B-dicarbonyls which used to be splitted into two absorp-
tions upon deuteriation of enol proton. These frequencies must
be interpreted with the both bond orders of C=C, and C=0,
because the superimposition of the two bands gives rather vague
measure to evaluate the results of calculation. Delocalization
of m-electron appears to have some relation with the strength

of hydrogen bond owing to the resultant electronic effect and
the deformation of the structure of the chelate ring whose molec-
ular dimension is fixed in calculations. More advanced calcu-
lation involving o-orbitals should be required to do elaborate

discussions.

Table 1. Bond order and observed frequencies of

(C=0) and (C=C)

Obs. freq.

Bond order (em—1)

P(C=0) ©P(C=C) P(C=0)+P(C=C)/2 v(C=0), v(C=C)

B-keto ester 0.894 0.782 0.838 1650 1632
acetylacetone 0.803 0.732 0.768 1618
benzoylacetone 0.802 0.698 0.750 1605
dibenzoylmethane 0.766 0.704 0.735 1600
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Fig. 1 Correlation of chemical shifts of enol proton
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with electron densities

at enol oxygen

O LY

Cl _,
H © -
o-/
-NO
_COCH3/°2 ~CH=CH~CH,
/O
: [ s : L L [} “ |
.58 .60 .62 .64 .66

9_,-




-T6T-

(1.684)
O

,//’/61179 (1.192)

(1.174)

(0.768) (1.043) (1.026)
0.628 0.560
(1.449) O O (1.565) (1.5430 "”’,,()(1.661)

/

Figure 2 Charge density (in parenthesis) and bond-order of enolate ion

of acetylacetone and B-ketoester
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Figure 3 Charge density (in parenthesis) and bond-order

of enolate ion of benzoylacetone and dibenzoylmethane
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Introduction

Chemist have studied the vibrational spectra of the complex
molecules to obtain information about their chemical structures.
They have assigned the observed frequencies to a particular group
frequency and related the differences in group frequencies between
structurally connected molecules to difference in chemical
structure. An emprical method is reasonable, only if the vibra-
tional mode of particular group is less couppled with the motion
of the rest of the molecule.

Therefore, they have unconsciously made band assignments of
the observed frequencies according to the concept of the group
frequency.

However, theory indicates that all atoms of molecule in normal
vibration perform their harmonic oscillations. Consequently a
pure isolated vibration, that is just as diatomic vibration,
can not be expected for polyatomic molecules.

Invalidity of empirical approach can be shown in the cases:
(1) In cyclic molecules, some vibrations couple with another
vibrations as a result of the trigonometric requirements of a
ring structure. (2) Generally, vibrational coupling can happen

when two groups vibrations show the close frequencies to each
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other. The strong coupling is usually observed in the stretching
vibrations of adjacent bonds which consist of atoms of similar
masses and are of approximately equal strength.

Extreme care must be paid in interpreting the observed
frequencies owing to the vibrational coupling. Empirical approach
can not assure chemist whether the observed differences are
attributed to th; changes in chemical bonding or resultant
coupling.

Thus the theoretical analysis of vibrational spectra can be
handled by normal coordinate analysis which gives a set of force
constants to express the inter—atomic forces in a molecule.

One may interpret the chemical structure of a molecule in terms
of a set of force constants. A brief description of the theoreti-
cal treatment of normal vibration (normal coordinate analysis)

and the outline of program to excute this calculation.

8.1. Normal vibrations and Normal coordinates

In diatomic molecule, vibration occurs along the line connect-
ed with two nuclei. Complicated vibration seems to be expected
in polyatomic molecule because each atom vibrates as a harmonic
oscillater.

The kinetic energy of N-atom is given by

SNCONCONEN
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where AxN, AyN, and AzN represent small displacement of the
N-th atom from its equilibrium position along the x, y, and z

axes. respectively.

The cartitian coordinates are transfered its mass-weighted

coordinates 415955 and CER

ql = v ml -Axl
T S (2)
43 =7 M~ %

The kinetic energy will be expressed in

For potential energy , it may be expanded in a Taylor's series as

v - v +Z<3V>

32y
...... 4
z aq Bq .> qiqj + (4)

The (BV/'c)qi)0 equals to zero since V must be a minimum at q;=0.

1 3N
_ 1 X v e eeeas 5
! Z (q 8q 13795 7 7L Prynagy ©)

Substitution of the expressions for kinetic and potential energies

into Newton's equation of motion,

-157-



_3_._&- _é:'].-‘_>+ __a_v_. =0 i=l,2""'3N, (6)

9. + Yb,.q = 0 jo= 1,200 3N (7)

A solution is

q;, = q, *sin (VDb t o4 6) (8)

i i ij
Generally speaking, the coordinates must be transformed into
a new set of coordinates which are termed normal coordinates.

They are defined by

3N,
= . = ] Deeeee 9
Qk 121 1.4 k =1,2 3N (9)

which l'ki are chosen so that the kinetic and potential energy

may be expressed by the relatioms,

2T = ) 6k2 (10)

- . 0. 2 (11)
2v =]t Q

From equation (6), the following equation is given;

bL oA Q=0 12
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Solution of (12) gives
e} .
Qk = Qk sin( Vx kt + 6k ) (13)

which yield the frequency which is called as normal vibration.
= VN (14)

Vi 1/27 Xk

8.2 The Application of Wilson's Method to Normal Coodinate

Analysis,

The Wilson's GF matrix® method considerably simplifies the
solution of the seqular equation. A brief procedure of this

method is summarized as following.2

1. Selection of internal coordinates

2. Expression of the potential energy in terms of internal
coordinates

3. The B matrix defined by molecular configuration

4. The construction of the G matrix using the B matrix.

5. Application of the group theory to deduce the matrix into the
small block matrices

6. Calculation of eigen values and eigen vectors of GF matrix.

7. Determination of frequencies from eigen values and vibrational

modes from eigen vectors.
8.3 Urey-Bradley Force Field
The two familiar potential fields are the general force field
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(GVF) and the Urey-Bradley force field (UBF). The

potential energy expression for the GVF field is given by

= 2 2
2V = Z o Corp +.Z.fr.r,(Ari)(Arj) +.z.fa..(rijAaij)
i i i i i#j Tij
+ ) f (ar ) (ar o) + ) f (r . b )
1,7 &k Ti%yx T IRTIRT it %%k M
-(rklAakl) (15)

where fri and f o4+ denote the stretching force constant of the

k|
bond, whose length is r; and the bending force constant of the

aij angle, respectively. f,g ry o friujk and f“ij“kl indicate

the interaction force constants between stretching and stretching
coordinates, between stretching and bending coordinate, and
between bending and bending coordinate.

In UBF field, the replusion between the non-bonded atoms is
taken account into the potential. The general expression of the

UBF is expressed by

2V = Z[Ki(Ari)2+2K'ir (Ari)J + ) [Hi.(ri.Aai.)z
i i i L H ]

' 2 1 (16)
+ 20, .r, . (r,.ba, )| + F.. (Aq..)"+2F', .q..(0q..
13715 Fig “13)] i;j { 14 (8a;5) 1394 qu)]

K represent stretching, bending and replusive

is Hlj’ and Fij

force constants, respectively. is the distance between the

44 4
two non-bonded atoms i and j. Geometrical restriction is related

by

2 2 1/2
qij = (ri + rj - Zrirj cos a ) 17)
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8.4 Principle of Normal Coodinate Analysis

The number of normal vibrations for N-atom molecule is
3N-6 for non-linear molecule and 3N-5 for linear molecule. Among
normal vibrations, infra and Raman active species are determined
by the selection rule using the group theory.

The kinetic energy is expressed by 3N cartesian coordinates.

2

1 . 1 -2 1 2 1 -2 .1 - 2,1 . 2
T g ——— — .- 8 8 — — p——
2 MF1 7MYy toymE ot ot gyt by myyt g meZy
cee-----(18)
Above equation is simplified using matrix and vectors.
( N
Xi ml
Yy b | 0
X= M:
Zi ml
-------- (19)
X m
N 0 N
IN o
N N

2T=X- MX

The potential energy is given using the internal coordinates
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where

Aty fn fpp- F1n
R= b, Fe= | fa1 o2 :
' - :
ha Fa1 - S
L l J nn

~ B
R denotes its transpose.

The coordinates are transformed to express two energy

matrices in the common coordinates.

X=U ¢
R=UR ¢

In common coordinate, two energy matrices are defined by

21=30" 1
2V=63Fq.q **** (22)
The transformation matrix is correlated by

¢l-g

1
=
=
o
1
|
)

)
~
N
Y
Nt

F

It
o}
j
wnt

In order to determine the modes of normal vibrations, it is

necessary to calculate the L matrix, defined by

q=LQ
If the L matrix is obtainable, (23) are transformed into

Telh-28 (24)

=

FL =A sr= == (25)
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E is the unit matrix. Inverse matrix of (24) is written by

(G han™t - ahaeh Tt - aheh o

L_lG(i)—l e (26)

The multiplication of (25) by (26) gives

e @ @) EL =EA = A

e rL = cemem e (27)

(27) multiplied by L from left hand yields

L GFL=GFL=LA e (28)

Therefore, this problem is attributed to solve the secular

equation
IGF - Exl=0 SREEREE ¢1°))

Consequently the potential energy is expressed by

1l ~~ 1 ~
V=—2‘QLFLQ=‘2—Q/\Q

--- == (30)

The relation between internal coordinate R and normal coordinates

Q is shown by the following equations.

Rl = LllQl + L12Q2 + - + L]_NQN

1}2 = LZlQl + L22Q2 + + LZNQN ---- (31)

Ri LilQl + L12Q2'+ ____________ LlNQN

A particular frequency is expressed by
’~
» =) L .F. L, = ) F, L, L. ____.
, a .k, "ij"ia"ja (32)

&g,y A i,j J



FijLiaLja indicates the distribution of the potential energy in

each internal coordinate.4
8.5 Application of Normal Coodinate Analysis

It is of great interest to compare the electronic effect of
sulfur and chlorine at 3-position on the enol form of 2.4-pentane-
dione, because both atomic weights are not different so much.
Therefore, vibrational spectra of 3-methylthio- (I) and 3-chloro-
2,4-pentanedione (II) can tell us th. difference in their
electronic effect.

The whole procedures have been followed as described in
Chapter II. The infrdared spectra of (I), (II), and their deutero
analogs are shown in Fig. 1 and Fig. 2. The set of force constants
are listed in Table 1, 2 and 3. Table 4 illustrates band assign-
ments according to the potential energy distributions. The com-
parison of stretching force constants of (I) and (II) is demon-
strated in Fig. 3.

As is seen in Table 4, the two frequencies vy and v, are
easily explained by high percentages of contribution of coordinates
Sl and SZ' However, it is evidently indicated that the rest of
thirteen frequencies consist of more than two vibrational modes
expressed in internal coordinates. For instance, hydrogen bonded
stretching contribute to Vi 452 cm—l and Vig4e 225 cm,-1 which

vibrational modes are schematically expressed as follow
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Comparison of the force constants of (1) and (II) shows a
fair agreement with the result of nmr spectra. (I) forms more

stronger hydrogen bond than that of (II).
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Table 1 Force Constants of 3-chloro- and 3-methylthio-
2,4-pentanedione. ( in millidynes per angstrom).

Stretching

X=S X=C1

K(C-0) 6.300 5.100

K(C=0) 8.000 8.300

K(C=C) 4.800 5.000

K(C-C) 4.600 4,700

K(C-R) 3.800 4,000

K(C-R') 4.000 4.100

K(0-H) 3.500 3.950

K(0-----H) 0.400 0.300

K(C-X) 2.500 2.150

Table 1II
Bending

H(C=C-0,) 0.200 0.200
H(R-C=C) 0.250 0.250
H(R—C-O]) 0.330 0.300
H(02=C—C) 0.200 0.200
H(R'-C-C) 0.230 0.230
H(R'—C=02) 0.180 0.200
H(C=C-C) 0.300 0.310
H(C=C-X) 0.290 0.280
H(C-C-X) 0.200 0.200
H(C-O]-H) 0.560 0.530
H(C=O§~~H) 0.220 0.200
H(O]—Hxvoz) 0.050 0.050
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Table III
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Repulsive
o XS
0.350 0
0.300 0
0.200 0
0.350 0
0.300 0
0.150 0
0.250 0
0.360 0
0.350 0
0.250 0
0.150 0
0.010 0

x=C1
.300

. 250

.350
.350
.300
.160
.250
.330
.330
.250
.150

.010



Table

4

Comparisons of observed and calculated

frequencies of 3-methylthio-2,4-pentanedione

Obs. Calc, (A") P.E.D.(%)
2975
2925
2915
2580 v, 2744 s,(100)
1576 vo 1593 s,(73)
V3 1554 53(29),56(]4)
vy 1480 s,(28), sg(21)
1410 ve 1404 se{55), s4(30)
1369
1314
1255 ve 1217 s¢(42),55(29)
1060
1017
992
966
905 Vo 904 s7(58), sg(16),54(30)
vg 897 58(50) 57(3])
701 .
654
634 ve 630 s4(34),511(32)
563 V1 568 510(53),
536 :
452 V11 439 511(40),514(23)
398 Vio 383 512(36),511(4])
270 V13 291 513(37),512(26)
225 Vig 220 514(35),513(25)
205 V15 202 515(40),513(45)
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Appendix

Flow Diagram of Computational Calculations

It has been recognized that the high speed digital computor
facilitates the tedious and complicated calculations in the field
of the chemistry. They include the solution of secular equation
in quantum chemistry and normal coordinate analysis, and the
coupling problem in nmr spectrum. Especially, the analysis of
three dimensional Fourior Series by computor affords a considerably
powerful tool to elucidate the molecular structure. Furthermore,
complicated reaction rate expressed in linear differential is
also solved using Runge-Kutta-Gill method in computor.

In this work, programs have been developed to carry out
molecular orbital calculations and normal coordinate analysis.
Normal vibrations can be calculated by three main programs;
G-program is intended to construct the G elements and sort into
the groups according to the molecular symmetry. F-program provides
the F elements based on Urey-Bradly force field. Final program
is used in order to solve higher order secular equation giving
eigen. value and eigen vector , from which the frequencies and
potential energy are obtained. The brief flow diagram of the
third program is shown in Figure 1. A flow diagram illustrated
in Figure 2 represents the program for SCF-LCAO-MO calculation,
where the result of Huckel MO calculation is given at the first

step of interative calculation. All statements in program are
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written according to the FORTRAN IV system.

READ :Number of molecules

to be calculated (NUM)
e

dimension of matrix(N)
READ: Name of molecule

READ: Elements of A matrix

A(1,)
\

READ: Number of calculations 4 (NUM-KCAL)
(NEC)

READ: Control card

READ: set of force constants

* *
( Subroutine FMAT A)

A*F*A

PRINT

Potential Energy

* Subroutine HDIAG *

*Subroutine*
to solve IGF-Ex = 0

PTENL

WRITE frequencies

T

Fig. 1. Block diagram to obtain frequencies and potential

energy distribution.
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READ: Number of calculations
(NUM)

*

READ: Control Card
Number of Atom
Number of Electron
Limit of .Iteration
READ: Cartecian Coordinates
Ionization Potential

Electronegativity

Charge of nucleus

READ: H matrix

Y

* Subroutine EIG * )

'

PRINT: Results of Huckel MO
Energy levels and

Bond order Matrix

>0

¥

Construction of F matrix

for interation

2

* Subroutine EIG * 4)

¥

>{0.005

PRINT: Results of SCF-LCAO-MO
'~ FEigen values and Eigen vectors

Bond order Matrix

<o

NUM-KCAL

N

€0.0005

Fig. 2. Block diagram for Huckel and SCF-LCAO-MO
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