Coordination Chemistry Reviews, 29 (1979) 129—211 129
© Elsevier Scientific Publishing Company, Amsterdam — Printed in The Netherlands

CORRELATIONS AMONG SOLVENT POLARITY SCALES,
DIELECTRIC CONSTANT AND DIPOLE MOMENT, AND A MEANS
TO RELTABLE PREDICTIONS OF POLARITY SCALE VALUES FROM
CURRENT DATA

TREVOR R. GRIFFITHS and DONALD C. PUGH *

Department of Inorganic and Structural Chemistry, The University, Leeds, West Yorkshire
LS2 9JT (Gt Britain)

{Received 10 August 1978)

CONTENTS
A. Introduction . . OO - 1
B. Solvent classi l':catxon . 8 |
(i) Bulk properties . . . e B -3
{ii}) Initial approach to e]cctrostatlc so!v'lt:on S B -3
(iii) Dielectric constant and ion paiting . . . . . . . . . . . . . . 133
{iv) Other approaches . . . . O s [
C. Empirical measures of soivent po]ant)r ... T & 15
2. Polarity scales from spectroscopic measurements e &
(DZvaluesof Kasower . . . . . . . .« . .+« « « + « « . .« . . 137
{ii) E¢ values of Dimrothetal. . . . . . . . . . . . . . . . . . 139
{iii} Xg and Xg values of Brookeretal.. . . . . . . . . . . . . . . l40
{iv) F values of Duboiset al. . . e 8 |
{v) Apg and Av, values of Kagiya et al O - §
{vi1} G values of Allerhand and Schieyer . . . . . . . . . . . .+ . . 143
E. Polarity scales from enthalpydata . . . . . . . . . . . . . - . . 143
(1Y Donor numbers of Gutmann . . e - 1|
(i1} Q. values of Marvel, and also Sear]es s h e e e e e e e ... . . 145
F. Polarity scales from bas:ctty measurements . . O I .
(1) Proton affinity {(PA) values of Long and Munseon f e -+ o+ .+« . . . 145
{ii} HCl;y values of Gerrardetal. . . . . . . . . . . . . . . . . 145
G. Polarity scales from nmr ¢chemicalshifts . . . . . . . . . . . . . . 146
(i) Protons . . e 4 1
{ii) Alkali metal nuc1e1 e v
{iti} Halopennueclet . . . . . . . . . . . . .+ . . -4 . . . . . 1a7
(iv) ?'"Pnuclens . . . . . . . . - . . . . . . . . .1a9
H. Polarity scales from rate constant determmal:ons S I 1. ]
(i} General . - e -
(i1) Y and log &;, values of' Wmslem I 1.
{iii} X values of Gielenand Nasielski . . . . . . . . . . . . - . . 150

# Present address: Marconi Space and Defence, Frimley, Surrey, Gt. Britain.



130

(iv) Q values of Bersonetal. . . . . . . . . . . . . . . . . . . 151
{v) Rate canstants k of Pincock . . . . . . . . . . . . . . . . . 131
{vi} S and ft values ol Brownstein . . O 5 -1

I. Intercorrelation of solvent polarity pammeters . o« o« <« « + . . . . . 1B3
{i) General . . . . . - . . . . . . 1s3

{11} Reliability of pred:ctod solvcnt polarltv pammelers e 4
{iii) Determination of polarity values forwater . . . . . . . . . . . . 160
{iv) Relationships with nmr chemical shiftseates . . . . . . . . . . . 161
{v) Predicted donor numbers. . . .. . . 183

J. Correlations between solvent polarity ddh an{l bulln. 50]\'ent propentles J T A |
K. Summary and applications. . . . . . . . . . . . .« . . . . ., . 208
Heferences . . . . - v« v« 4 oo e o e w4 . ... .208

A, INTRODUCTION

The considerahle variations observed in chemical reactivity have long been
known to be influenced by the solvent medium. As early as 1890,
Menschutkin stated that a reaction cannot be separated from the medium in
which it takes place [1]. In addition, he postulated a relationship between the
rate of reaction and the structure of the solvent. However, it was another
fifty years before the effect of singlexomponent solvents on reaction rates
was studied in any detail. Correlations were attempted with functions of bulk
{or macroscopic) propertias of the sclvent. More recently, the widespread use
of spectroscopic techniques has resulted in a wealth of empirical scales of sol-
vent polarity, and an examination of intimate melecular interactions,

The last general reviews on solvent polarity scales were written in the mid-
1960°s and were not extensive [2—4]. In 1976 Dack [5] considered the influ-
ence of solvent on chemical reactivity and included a reasonably detailed up
to date discussion on the main original scales. Many books and reviews in
recent years on solvent sensitive phenomena usually contain mention of two
or three of the most well known and oldest solvent polarity scales, but little
on the more recent scales. Reflerences [6]—[27] contain a representative selec-
tion of such articles. Many articles report a linear relationship between the
two most popular scales, Z values [28] and E;. values [29], but are reluctant
to give or use values obtainable from this relationsbip. One of the purposes of
this review is to examine critically and statistically linear relationships among
the various scales so that predicted values may be reported and used with con-
fidence. The authors of most solvent polarity scales have generally not
extended substantially the list of solvents contained in their original publica-
tion, and there is little incentive for others to do so. Howaever, in this review
we include the experimental values for the Z values of over 40 new solvents,
and these are compared with their predicted values.

This review will be ayranged into three main components. First, the various
attempts at solvent classification will be examined, and a summary of the vari-
ous solvent polarity scales given {including those based on nmr-measurements,
which have not previously been reviewed}; second, inter-correlations between
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the scales will be investigated; and third, the relationships with bulk solvent
properties and the value and applications of solvent polarity scales will be coun-
sidered. Solvent polarity parameters for mixed solvent systems will not in
general be covered. We should add here that attempts are now being made to
separate electrostatic and specific contributions to the overall solvent effects
in reactions hy employing multiparameter equations, and with some success
[30]. However, resuits have been limited by the use of only nmeasured para-
meters. In general the more parameters involved in an equation then the fewer
solvents there are that can be considered regarding the reliability of the pro-
posed equation. This arises because in establishing a scale the sclvents for
which the data are measured are generally limited, rather than exhaustive,
hecause solvents have to be sititable for the phenomenon studied, and avail-
able at the time of the measurements. It is thus our hope and ain that conti-
dently predicted data, and our discussion, will encourage more attempts at
the multiple-correlation method of separating solvent effects, and make

casier the evaluation of the best solvent for a desired chemical reaction.

B. SOLVENT CLASSIFICATION
(i} Bulk properties

Bulk properties are most frequently used as a basis for solvent classifica-
tion. The more obvious bulk solvent properties considered include dielectric
constant, dipole momenti, acidity or basicity and hydrogen bonding ability.

Cne of the earliest schemes for solvent classilication was suggested hy
Bronsted [31] in 1928. He considered the acidic and basic properties of a sol-
vent, as well as its clielectric constant, aitd proposed a division of solvents into
eight groups {Table 1}. Solventis belonging to group 1 {e.g. water and metha-
nol) were ‘completely active protolytically’, being both proton donors and
acceptors. At the other end of the scale, group 8 solvents {(e.g., benzenc and
carbon tetrachloride) were referved to as aprotic, to indicate that they were
‘completely indifferent protolytically’. The terms ‘protic’ and ‘aprotic’ have
since passed into common usage, and they are probably the best general dis-
tinction between the two main classes of solvent [25].

Parker [32] later reviewed the effects of solvation on the properties of
anions in dipolar aprotic solvents. These he defined as solvents with dielectric
constant ¢ >> 15, and which, although they may contain hydrogen atoins,
cannot donate suitahly labile hydrogen atoms to form strong hydrogen bonds
with an appropriate species. Solvents wlhich fall into this category inelude ace-
tonitrile, dimethyl sulphoxide and nitrobenzene.

In a review of the conductance of hydrogen halides in anhydrous polar
organic solvents Janz and Danyluck [33] distinguished two groups of solvents:
(1) levelling solvents in which members of a series of electrolytes are of approx-
imately the same strength, e.g. hydrogen halides in methanoel; and {2} differ-
entiating solvents in which the members possess markediy different strengths,
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TABLE 1

Dronsted’s seheme for solvent classification

Group Dieleciric Relative Relative
number constant acidity basicity
1 + + +
2 + + —
3 + — +
4 + - -
5 —_ + +
G - + -
- — — +
8 . — _

Positive and negative signs indicate a4 comparatively high or low value, respectively, for
the property under consideration. The dividing line between high and low diclectric con-
siant was arbitrarily set ag 20,

e.g., hydrogen halides in acetonitrile, dimethyl sulphoxide and nitrobenzene.
Parker [32] suggested that differentiating solvents possess this property
hecause, being dipolar aprotic, they do not efficiently solvate small anions,
but are slightly more efficient for large anions. The levelling (protic} solvents
strongly solvate smal anions because of hydrogen bonding solvent—anion
interactions.

(it) Initial approach to electrostatic sofvation

In general, the static dielectric constant ¢ is the bulk property first con-
sidered, since it often parallels the dissolving power of the solvent, the higher
the dielectric constant the better the solvent often is at dissolving polar and
tonic compounds. However this generalisation is modified on consideration
of another parameter, usually relating to specific interactions between solvent
and solute molecules. Forexample, Dack [ 5] has extended the observation that
solvents of similar dielectric constant usually have similar dipole moments u
by considering, for the common solvents used in organic reaction systems,
their electrostatic factor EF, defined as the product of € and u, and which is
considered to take inte account the influence of both properties on the elec-
trostatic solvation of solutes. From these EF values he proposed four classes
of solvent, as follows.

€ ETF
Class I Hydrocarbon solvents 0o — 25 0— 2
Class I1 Electron-donor solvents 35— 10 220
Class III Hydroxylic solvents 10 — 35 15—50
Class 1V Dipolar aprotic solvents 17 —>100 =50

These divisions arose from a consideration of the role of the solvent, for
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classes 11 to IV, in the electrostatic solvation of polar molecules and ions and
it was concluded that ‘a solvent chosen on the grounds of solute solubility
will probably give a good reaction rate as well’. Internal pressure effects were
considered to govern the role of solvents in electroneutral reactions.

Berman and Stengle {34] have considered dielectric constant coupled with
Gutmann’s donor number [35] as an indicator of contact ion pair association.
Generally a low dielectric constant is taken to indicate that ion pairing will
predominate for solutions of ionic solutes, but more than one type of ion
pair is now known to occur in solution [24]. The electrostatic factor approach
does not take into consideration the nature of the solute species when in solu-
tion before any reaction takes place.

Consider, for example, an ionic halide, such as iodide. In order that it be
soluble in a wide range of solvents an appropriate counter ion would be tetra-
n-butylammonium {Bu;N"). In reactions involving iodide the extent of its
solvation or the nature of the iodide—solvent interactions are not necessarily
the sole or main considerations: the counter ion may have a part to play. In
other words, the nature and extent of ion-pairing must be evaluated.

It is of course recognised that in solution molecules must travel through a
solvent to their reaction partner before reacting, and need to present a suffi-
ciently or momentarily unsolvated site for coilision. But then to conclude that
a several million-fold rate change on changing the solvent is due only to the
solvent governing the movement and energy of the reacting species 5] neg-
lects the role of the solvent, largely through its dielectric constant, in affect-
ing the interactions between ions and ions or polarizable molecules before
reaction.

(iii} Dielectric constant and ion pairing

Griffiths and Wijayanayake [ 36] have studied the charge-transfer-to-solvent
{ctts) spectrum of iodide in some 40 solvents and concluded, against their
original expectations, that the nature of the various ion pairs arising was
dependent upon the dielectric constant of the medium. They found, for alkali
metal and quaternary ammonium iodides, four divisions, based on dielectric
constant values: (a) ¢ > 23, free ions and solvent separated ion pairs are pre-
sent in solution; {b} 23 < € > 11, solvent separated and solvent shared ion
pairs predominate; {c¢) 11 < ¢ > 5, solvent shared ion pairs are present, and
{d} € < 5, only contact ion pairs are expected.

Contact ion pairs are defined as anion and cation int contact, with essenti-
ally no covalent bonding, the stability of the species betng due to electro-
static interaction only; solvent shared ion pairs have anion and cation linked
electrostatically through a single {oriented) solvent molecule, which is part of
the primary solvation shell of both ions; solvent separated ion pairs are
separated by more than one soivent molecule; and free ions are solvated and
essentially independent of all other ions. Later work {37,38} added support
to this dielectric constant classification. There are apparent similarities with
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the classes I—IV of Dack [5] but the main differences here are that the dielec-
tric constant divisions are abrupt at the values noted above, and hence in the
critical region 23 < € > 11 both protic and dipolar aprotic solvents show simi-
lar behaviour. However, it will be established later that when the same species
is made to occur in a wide range of solvents, then the solvents divide into essen-
tially two classes, protic and aprotic: it is sometimes useful to recognise a sub-
division of the latter into dipolar aprotic and non-polar aprotic.

(iv) Other approaches

Pimental and McClellan [39] have reviewed solute—solvent hydrogen bond-
ing and divided the hydrogen bonding solvents into four classes.

{a) Proton donors Chloroform

{h) Proton acceptors Ketones, aldehydes, esters, ethers,
t-amines, olefins and some aromatic hy-
drocarbons

{¢} Proton doners and acceptors Water, alcohols, carboxylic acids and
primary and secondary amines

(d} Non-hydrogen bonding Paraffins, carbon disulphide and carbon
tetrachloride

Classes (a) and (1) are essentially dipolar aprotic, class {d)} non-polar aprotic
and class {¢} protic. Other accounts and reviews on solvent classification,
written around 1970, have discussed electrostatic and specific solvation
effects [40,41], boiling, freezing and flash points, ignition temperature and
chemical structure [42], and electrostatic factor, viscosity and solvent struc-
ture on dipole—dipole reactions [43].

The most recent account we have seent [44] of an examination of solute—
solvent interactions, by electrochemical transport studies, takes the appreach
that ions are moving through a bulk medium, and specific effects of solvating
ions are not considered, because they cannot be. Ion association is discussed
as dependent on the dielectric constant and the ion size. Polar solvents are
classified into four groups, on the basis of association patterns, viz., (a) basic
solvents — which interact effectively with cations through their lone pairs but
have no sharply defined positive sites for interaction with anions; (b} strongly
acidie solvents — that have well-defined positive sites for solvation of anions
but no distinct negative sites available; (¢) hydrogen bonded liquids — which
have both acidic and basic sites, and thereby effectively solvate both cations
and anions; and {d} neutral solvents — which appear not to interact strongly
with either cations or anions.

Kay ct al. [44] then point out that adjustments of continuum theory are
unlikely to explain Lhe facts, and turn to specific solvent effects. However,
they decided that the best theory was that of Bjerrum as a base for consider-
ing the magnitude of association eonstants because although ion pairs of the
contact and solvent separated type can occur, such species do not contribute
to the conductivity of a solution: they did not, however, consider triple ions
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and other ion aggregates with a net charge. They state that the ‘main faciors
affecting ionic mohbilities are the ionic size and charge and the solvenl size,
viscosity and dielectric constant’, and they conclude that ion—solvent interac-
tion can be evaluated by using transport meastirements; association constants
are useful in this endeavour, but ionic mobilities are not yet reliable as useful
probes.

Rao et al. [45] have recently reviewed non-specific solute—solvent interac-
tions through changes in spectra and concentrated on selvent shifts correlated
with functions of dipole moment, refractive index and diclectric constant,
particularly functions involving (n? — 1)/{(n + 2}, (0" — 1Y 2n" + 1), (¢ — 1)/
{e + 2} and (¢ — 1){2¢ + 1). However, ho plots were given of the various corre-
lations, or any correlation coefficients, and such functions are examined in a
later section. They conclude that in the absence of specific interactions
hetween solute and solvent molecules it is possible to correlate solvent-induced
spectral shifts with bulk properties of solvents. However, among the examples
they give specific solute—solvent interactions can be considered to take place.
Very recently Symons and co-workers [46] have advanced spectroscopic evi-
dence in favour of the concept of continuocus hydrogen-bonding from anions
into bulk solvent with no intervention of an intermediate structureless region.

The concept that bulk properties and specific solute—solvent interactions
together will be the way to understand electrolyte solutions und predict
chemical reactivity is thus the current appreoach. We, therefore, now investi-
gate specific solute—solvent interactions by examining the various solvent
polarity scales, as a prelude to examining their relationships with bulk propor-
ties.

C. EMPIRICAL MEASURES OF SOLVENT POLARITY

The term ‘solvent polarity’ lacks an exact definition, but it is generally
used, and used here, to encompass all the intermolecular interactions of which
the solvent is capable [2]. We have seen that a simplistic application of sol-
vent dielectric constant fails to represent electrostatic solute—solvent interac-
tions, or provide a reliable guide for predicting suitable solvent media for
chemical reactions. Naturally, alternative measures of these interactions. and
specific solute—solvent interactions, have appeared, and there is now a wide
variety of solvent polarity scales based on empirical parameters.

In developing these scales a model system is chosen, and changes in one of
its parameters are recorded when the solvent is changed. At the present time,
all parameters used to describe solvents arise from experinmiental results. The
parameters are generally rate constants for a reaction, or spectral shifts in
spectroscopic studies, which have recently been augmented hy several scales
based on nmr chemical shifts.

The model process must be chosen with care, and represent properly the
interactions of the system, yet no one scale can he universal and useful for al
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kinds of reactions. Indeed, it is our contention that only by comparing these
‘incomplete’ parameters can one ascertain the better model processes. On
more theoretical considerations, the best model processes maximize solvent
effects. One which converts an ion pair (maximum interaction with the sol-
vent) into a neutral species (zero interaction with solvent} achieves this result.
This, or its reverse, can be found in some chemical processes: an electronic
transition in an ion pair to produce a neutral species is another example {(but
not its reverse, due to the Franck—Condon principle) [4].

Another approach to solute—solvent interactions would be to identify the
energy of interaction between a standard solute and a variety of {single) sol-
vent molecules, by monitoring their reaction in an inert medijum. Such a scale
would be expected to correlate only with other similar scales, yet they should
be able to assist in decomposing a solvent polarity parameter into its compo-
nent parts. Further, these scales should be valuable when setting up multi-
parameter equations, and some attempts have been successfully made [47].

Probably the first attempt in this field was in 1965, when Drago and
Wayland [78] proposed a two-parameter equation, and though reasonably
successful, the £ and C parameters derived have not so far been incorporated
into multiparameter equations.

One of the most publicized scales of this type is that of donoy number,
devised by Gut:nann and Wychera [35], but probably because it has mainly
been concerned with its applicability to inorganic reactions in rather exotic
non-aqueous media it has not yet been incorporated in the muitiparameter
equations of organic chemists. We shall discuss their and similar scales shortly,
and therefrom predict many donor numbers for solvents of interest to organic
chemists.

Historically the first empirical scales were from the rate constant studies of
Grunwald and Winstein [48] in 1948 but such scales are now out-numbered
by scales based on spectroscopic measurements. It is interesting that many
scales are associated with letters of the alphabet. The first important scale
was the Y values of Grunwald and Winstein [48], soon followed by Kosower’s
Z values [28], then X values [49], R and 8 values [3], @ values [50,51], P
values [52,53], G values [54] and F values [55], in generally reverse alpha-
betical order. The early rate constant scales rarely reached double figures for
the number of solvents that could be studied. It was the first reported linear
relationship between a spectroscopic measurement, for a static system, viz.,
Kosower’'s Z values, and a dynamic system, Winstein’s Y values, that opened
the door to the search for many more spectroscopic scales, since the values ob-
tained are generally measured quickly and with more precision and ease than
rate constants. Also, spectroscopic scales cover a much wider range of solvents.
We have therefore chosen to discuss first these scales, which are based on a
shift in the absorption band maximum with solvent change, then those based
on enthalpy measurements, on basicities, on nmr chemical shifts, and finally
on rate constant determinations.
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D. POLARITY SCALES FROM SPECTROSCOPIC MEASUREMENTS
(1) Z values of Kosower

It has long been known that dissolution of an absorbing species results in a
change in the position, intensity and shape of absorption bands relative to
those of the species in the gas phase. Early work in this area has been
reviewed by Sheppard [56]. The solvent effect is due to the difference in
stabilization of the ground and excited states, which leads to a change in the
excitation energies, and depends primarily on the nature of the electronic
transition. This phenomenon was termed solvatechromism by Hantzsch [57].

The first suggestion that solvatochromic dyes could be used as a measure
of saolvent polarity was made by Brooker et al. [58] but Kosower [28] was
the first to establish a comprehensive polarity scale using such species. He
found that concentrated solutions of 1-alkyipyridinium iodides exhibited a
pronounced solvatochromism [59,607, and used l-ethyl-4carbomethoxypyri-
dinium lodide {chosen because of its solubility in a wide variety of solvents)
to establish a solvent polarity scale [28,61,62]. He monitored the ultraviolet
and visible absorption spectrum of this solute in a variety of solvents, and
termed the transition energy {in kcal mol™'} of the longest wavelength absorp-
tion band the Z value.

The explanation of the solvent dependence was as follows. The electronic
transition monitored was assumed to be that of the ion pair, involving the
transfer of an electron from the iodide ton to the pyridinium ring. Accompany-
ing this transition would be a *dipole flip”. In the ground state the iodide ion

cH.p-oc—{ilk NY f-cHCH, I CHO-0Cc~[I N H-cHLH,
t—}-

L

is proposed situated above the pyridine ring in the neighbourhood of the posi-
tive nitrogen centre, and thus the dipole is perpendicular to the plane of the
ring. Strong interaction of this dipole with the surrounding solvent molecules
leads to their orientation, and thus to a stabilization of the ground state. On
excitation, the electron is transferred to the pyridine ring, causing the dipole
to ‘flip’ into the plane of the ring. The dipole moment of the species is thus
decreased considerably, but not necessarily to zero (as required by the best
model). According to the Franck—Condon principle, the excitation time is
too short to allow for solvent rearrangement. Thus the dipole of the excited
state is perpendicular to that created by the oriented solvent molecules. As
mutually perpendicular dipoles do not interact, the excited state becomes
destabilized. Combination of the two factors, stabilization of the ground state
and destabilization of the excited state, causes a large increase in the transi-
tion energies with increasing solvent polarity. The stronger the stabilizing
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effect of the solvent on the ion pair in the ground state relative to that in the
less polar excited state the lower the wavelength of the charge transfer hand,
and thus the higher the transition energy, and the Z value.

The experimental Z values are therefore considered a direct empirical mea-
sure of solvent behaviour. However, some of the basic assumptions concerning
the nature of the electronic transition can be questioned. It is not always
made clear that the Z value transition only appears in concentrated solutions.
The spectrum of a dilute {107% M} solution of the pyridinium iodide in com-
mon solvents 1 38] contains no visible band but only, in the ultraviolet, absorp-
tion due to the pyridinium ring and the ctts spectrum of iodide, the latter
shifted in the expected manner, and by the expected amount, with tempera-
ture increase. Concentrations of around 1077 M are required to produce the
ion pair band, and an dilution its position was found, for several solvents, to
be concentration dependent, The reported Z values were those obtained on
exirapolation to infinite dilution. In the remaining solvents the band intensity
obeyed Beer’s law over most of the concentration range in which it was ob-
servable. It was also reporled that Z values vary with temperature [28], but
this was only described for chloroform, the solvent that was most concentra-
iion dependent. Qur individual studies have shown no temperature effect in
the alcohols and acetonitrile [38] and in the alkyl phosphates [63]. Thus to
attribute cvery measured Z value to the contact ion pair charge transfer tran-
silion cannot be correct: a solvent molecule may at times be intimately
involved [G4] {e.g., in a solvent shared ion pair), ar, because of the high con-
centralions required, nearby iohs and ion pairs may participate in the ground
state by dipolar interactions, or may aggregate to form clusters. It is there-
fore perhaps surprising that the measured Z values correlate as well as they do
with other scales: that they do must mean that the orientation and interac-
tions of solvent molecules around an ion pair are not particularly sensitive to
the magnitude of the dipole on the 1an pair.

Z values range from 54.0 in benzene to 94.6 in water. However, Z values
above 86.4 may not be measured directly, as the (low intensity} charge trans-
fer band is masked by the intense absorption of the pyridinium cation. The
value of §6.4 refers to a 70% solution of ethanol in water, and to date only
two stubstunces (water and silica gel} have been found with a greater Z value.
The value for water (94.6) was abtained by extrapolating from the correla-
tion with Y values [48] of binary salvent mixtures. That for silica gel (88)
refers to a slurry of silica gel in chloroform, and no attempt was made to
extrapolate to zero chloroform concentration [65]. This value must therefore
be treated with caution.

1-Ethyl-d-carbomethoxypyridinium iodide is insufficiently soluble in cer-
tain non-polar solvents {e.g., hexane) for direct measurement of the Z value.
This problem can be overcome in all butl the most non-pelar solvents by care-
ful use of l-ethyi-4-carbo-f-butoxypyridinium iodide [4], which has greater
solubility in non-polar solvents than its methoxy analogue. A good linear
correlation is obtained between the transition energies for the jon pair band
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for these two solutes. An alternative solute is pyridine-l-oxide, but the corre-
lation between the transition energy for this solule and the Z value is only
moderately good. Thus this solule was used but sparingly by Kosower to ob-
tain Z values.

The correlations reported were not obtained by a least squares best fit, nor
are the predicted Z values, or concentration dependent values, subsequently
identified; they avre all attributed, by implication and common usage, the
same precision.

Some 45 individual Z values are now known, exciuding hinary solvent mix-
tures: later in this review we report 40 more.

{ii}) E1 values of Dimroth et al.

To date, Lthe most comprehensive solvent pofarity scale is almost certainly
that given by the £ values of Dimroth et al. {29]. This scale is based on the
solvatochromic band of the pyridinium-¥-phenolbetaines (I} and (II). The E;

n
{Ihb R=H
(I} R = CHj
N
R f
e

value is the transition energy {again in kcal mol™'} of the intramolecular
charge transfer band of {I). The solvatochromic shift of this band is the

largest for any compound yet investigated, ranging from 63.1 {(equivalent to
453 nm) in water to 35.3 (810 nm) in dipheny! ether. Compound (1} is insolu-
ble in aliphatic and aromatic hydrocarbons, but the scale may be extended
using the more soluble compound (I1). An excellen{ correlation exists [2]
between the transition energies of (I} and (I}, and the Er scale has thus been
extended to include the value of 30.2 for n-hexane.

No Ervalue may be measured for acidic solvents, as these protonate the oxy-
gen atom of {1} and (11}, and the long-wave band disappears. Since the solvato-
chromic band lies in the visible region of the spectrum, it is even possible to
make a visual estimation of solvent polarity, e.g., in highly polar methanol (I}
appears red, while in the less polar acetone it is green. E values are tempera-
ture sensitive and decrease with increasing temperature, owing to the pro-
nounced thermochromism of the pyridinium-N-phenolbetaines [66].
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To date Er values have been reported [2,29] for some 62 solvents. A plot
of E1 vs. Z value is well known and linear, no solvent being more than 2 kecal
mol™! from the line.

(iii) X and Xg values of Brooker et al.

We remarked earlier that the first suggestion that solvatochromic dyes
could be used as a measure of solvent polarity was made in 1951 by Brooker
et al. [58]. Since then they [67] have proposed two solvent polarity scales,

Xg and Xg , based on the shifts of the merocyanines (111} and {IV). The mero-
cyanine dyes they originally [67] considered were of limited usefulness
because of their insolubility in solvents of low polarity. This problem also
arises in {II1), but not with (IV). However {IV) is insoluble in strongly stabiliz-

Q
< CH3

Cz“
s
NS
@: jcu— H—)‘?CH—C\C/C\CH
3
o

HI

CH ;

CH
(CH‘-“CH_—_J cn-u—c’ hod

~c” SchH
Q 3

C— N.
S ; > 7 .
CH={_wt ‘ﬁ
\
C_ l
\
-_ Et
CH—CH g \
hY l
C

ing solvents, such as those which are highly aqueous. Compound (III} exhibits
blue shifts, and (IV) red shifts, and thus Brooker et al. [67] proposed that the
transition energies in kcal mol™* of (III) and (IV) be designated Xy and Xg,
respectively, and used as criteria of gross solvent polarity. The maximum ob-
served shift in the Xg and Xy values (AXg = 27.2 kcal mol™ and AXy = 17.3
kcal mol ')} is less than that for the Er values (AEy = 32.2 kecal mol™') and the

v
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Z values {AZ = 48.0 kcal mol™'), but even s0 they are useful indicators of sol-
vent polarity.

The Xz values do not carrelate well with the Xy values, the correlation
coefficient for all the solvents common to both scales being only 0.620 [67].
They suggest that it is not unreasonable to associate this behaviour with the
complex nature of solvent stabilization, where the separate factors of hydro-
gen bonding and of solute—solvent dipole interaction may be distinguished,
as well as solute—solvent polarizability interaction (dispersion forces}) [68].

In spite of this poor correlation, the two scales independently correlate well
with other solvent polarity scales, e.g., Xz with Z and E; values, and Xz with
the rate data (log % values) of Pincock [69] on the influence of non-polar sol-
vents on the base—catalysed decomposition of ¢-butyl peroxyformate. These,
and other correlations, will be discussed later.

Xg values have been reported for 12 solvents, and Xy values for 58 sclvents
[67]. Suprisingly, although the ten common Xp values correlate well with Z (Cor-
relation coefficient = (0.989) [67], Kosower does not consider Xj values of gen-
eral applicability, because of ‘uncertainty about the nature and solvation of
the Franck—Condon state’ [4].

(iv) F vaiues of Dubois et al.

Dubois et al. [55] have examined the effect of solvents on the n -~ 7™ tran-
sition of saturated ketones, and found that the absorption maxima in the
33,000—38,000 cmm™! region were dependent on both the solvent and the
structure of the ketone. MacRae’s formula [70] (relating the spectral band
shift to various macroscopic properties of the solute and sclvent) was not
directly applicable to the experimental data, without first introducing serious
restrictions as to its generality {a point omitted by Rao et al. [45]).

Their study was based on the specific properties of a ketone series for a
solvent (8 aliphatic ketones in 14 solvents) linked with a linear free energy
postulate and resulted in the development of an excellent description of the
absorption maxima in terms of the nature of the solvent and the structure of
the ketone. The correlations between the behaviour of the ketone series in
various solvents and that in hexane result in a meaningful generalized descrip-
tion of the solute-—solvent system.

Hexane was chosen as the reference solvent as it is non-polar and not
polarizahble, and thus solute-—solvent interactions are reduced to a minimum.
All of the solvents used could be described by an expression of the form

p* = A%y" + B* (1)

where v® is the absorption frequency of a ketone in the solvent under con-
sideration, v™ the absorption frequency of the same ketone in hexane, and A®
and BS are parameters characteristic of the solvent.

A more refined treatment made it possible to isolate the influence of the
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solvent on the n — 7" transition of the ketones by
ps —pli = Pl — oy, (2)

where »' = 33,374 cm™'. This value for ¢! is the frequency below which sol-
vent effects are no longer discernible. It was obtained by extrapolation of the
correlations between v and v to a common point of intersection. The corre-
lations for all solvents, except water, pass within 100 cm™' of this point. The
F value is thus a measure of the solvent effect on the n - o™ transition of
saturated ketones, and to date has been measured for 13 solvents. No value is
obtained for waier. due to the above mentioned poor correlation.

(v) Avy and Ap, values of Kagiva et al.

Kagiya et al. [ 71] made a quantitative study of the electron-donating and
electron-accepting nature of more than 90 liquid organic compounds using
infrared techniques. The relative magnitude of the electron-donating or -accept-
ing power of a2 compound (solvent} was compared by measurement of the
perturbation it produced on the O—D vibrational band of methanol-d or the
C=0 vibrational band of acelophenone. This power was defined as the rela-
tive difference, in wavenumbers, of the O—D or C=0 absorption frequency
absorbed in the compound from that in benzene, ie.,

Electron-donating power: Avg = pp{benzene} — vp{soivent) {3)
Llectron-aceepiing power: Av, = v, (benzene) — vy(solvent} {4}

Thus for benzene both Awvy and Ay, are zero.

Apg is much more sensitive than Ay, to the solvent environment, as may
be seen from the relative magnitudes of these two parameters: Avg varies
from --21 in carbon tetrachloride to 242 in di-n-propylamine, while Av, varies
from1 —5.9 in tetrahydropyran to 9.0 in nitrobenzene. However, much higher
values are observed for Av, in inorganic halides, such as antimony pentachlor-
ide {Ar, = 125.2).

Within a homologous series the electron-donating power decreases with an
increase in the tonization potential in the gas phase, or with an increase in
the pK, in the liquid phase. Similarly, the electron-accepting power increases
with an increase in the electron affiniity in the gas phase, and decreases with
increase in the pK, value in the liquid phase.

Not surprisingly the Avp and Ay, values do not correlate with each other,
(but they do correlate, independently, with other polarity scales, see later).
However, Kagiya et al. {71] have used this non-correlation to give a some-
what dubious classification of solvents into Four groups: {1) amphoteric; (2)
nucleophilic; (3} electrophilic and (4) non-philic. They plotted Avp against
Ap, and arbitrarily chose a ‘standard point’, where Avg = 35 cm™' and Ay, =
3 em™’. Amphoteric liquids have both larger Avp and Av, values than the
standard point, while in non-philic liquids both are smaller; nucleophilic
liguids have larger Avy, and smaller 4p, , while the reverse applies for elec-
trophitlic liquids. They suggest that this quantitative {(our italics) classification
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is useful as a unifying interpretation for many kinds of experimental results,
bhut we have used their data in a later section another way.

(vi) G values of Allerhand and Schilever

Another solvent polarity scale based on infrared measurements is the G
scale of Allerhand and Schleyer [54]. These workers studied the elfect of
solvents on the stretching vibrations of hydrogen bonded systems and found,
contrary to previously held ideas, that the frequencies of hydrogen bonded
bands were very sclvent sensitive for many intra- and intermaolecular hydrogen
bonds. The solvent shifts of OH---O bonds were found to be proportional to
C=0 and other X=0 solvent shifts, indicating a possible similarity of mode of
interaction of solvents with these chromophores. As existing theories [72,73]
of solvent shifts did not explain this behaviour, they proposed an empirical
linear free energy equation,

G = (v° — v*Yar®, (d)

for the accurate prediction of the positions of a large number of seolvent sensi-
tive infrared bands. #” and v® are the stretching vibration frequencies in the

gas phase and in soluiion, respectively;a is a function of the particular infrared
vibration of a given molecule and is a measure of its solvent sensitivity; and &
is a function of the solvent only. Values of G were determined from the best
fit of solvent shifis given in the literature by Bellamy et al. for the carbanyl
bands of dimethylformamide and benzophenone [74], and the sulphony!

band of dimethyl sulphoxide [75]. An arbitrary value of 100 was assigned to
dichloromethane to fix the scale, the other [ixed point being zero for the gas
phase.

The accuracy of these G values cauld, however, naw be improved. While
Bellamy and his group were reporting the most accurate infrared data avail-
abie in 1959, far better than the broad bands of Gordy and Stanford {1940)
[76], recent advances in infrared spectrophotometers mean that the bands
they measured can now be recorded as even narrower bands, and hence with
more precision in the peak maximum. [t is therefore now an appropriate time
to recalculate and extend G values, but we have not yet done so.

E. POLARITY SCALES FROM ENTHALPY DATA

The first discussion of the constituent thermodynamic steps involved in the
enthalpy of a donor—acceptor reaction, where the donor was the solvent, was
presented by Drago and Wayland [78], who formulated their coordination
model for non-agqueocus solvents. A two-parameter equation was proposed to
correlate enthalpies of adduct formation in the gas phase and poor solvating
solvents, viz., —AH = E,Ep + CoCy where the subscripts A and B refer to
acceptor and donor, respectively, and F and C are two empirically derived
parameters assigned to each.
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Originally E and € parameters were determined mainly from the enthalpy
data of iodine and phenol. The above equation was solved using experimental
enthalpies for iodine interacting with a series of alkyl amines, and empirical
values obtained for the amine E and C parameters by setting C, = E, = 1.00
for iodine and Cp = aRp and Eg = bu for the amines. Ry was the total distor-
tion polarisation and u the ground state dipole moment. With sufficient
enthalpy data all the unknowns could be determined, and checks made on the
entire procedure. Subscquently the best set of E and C parameters was deter-
mined, by computer program, using the available enthalpy data, and 3 least
squares fit analysis, yielding values for 33 acids and 48 bases [126].

E and € were nitially interpreted as being related to the electrostatic and
covalent bond forming abilities of acids and bases, normalised to E, =C, =1
for iodine. Drago [126] now states that they “are very complicated quanti-
ties”’. Although they do support intuitive trends, predict enthalpies, and can
tlumine certain reactions there are a significant number of interactions where
the observed and predicted enthalpies do not agree, and for which the investi-
gators have no explanation. E and C values are not polarity scales and there-
fore have not been included in subseguent correlations, They are an attempt
to redefine the term ‘solvent polarity’ (Section C} as two effects, coordina-
tion and non-specific solvation. We do not accept this as a necessarily reason-
able and feasible subdivision of all experimentally determined values which
relate to enthalpy, and other solvent dependent data, particularly in the light
of the successes of multi-parameter equations {30} to separate electrostatic
and specific contributions to the overall solvent effects in chemical reactions,
though we recognise the two systems are not identical. We therefore have in
this review stressed experimental values, and have included the above for com-
pleteness, because the measured enthalpy values determined by Gutmann and
Wychera [35], originally termed donor numbers, are interpreted and used
differently, and consequently their approach has been criticised by Drago
[126].

{i) Donor numbers of Gutmann

The cancept of doanor numbers {or donicity, as it is often now termed)
was proposed by Gutmann and Wychera {35] to express, in at least a semi-
guantitative manner, the donor-strength of a selvent. Donor number was
defined as the absolute value of the enthalpy (in keal mol™!) of the reaction,

ShCl;{dissolved)} + D{dissolved)} = D - ShCl i (dissolved) {6}

measured calorimetrically for dilute solutions in an inert medium such as 1,2-
dichloroethane. Since ShCl; is such a strong electron pair acceptor (see for
example ref. 71}, it is considered that the equilibrium is displaced essentially
completely to the right. Thus

DNsycis = —AHp - speis (keal mol™) {7)

where D represents the electron pair donor molecula.
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The majority of the 16 donor salvents used in the original study were of a
somewhat exotic nature, and would not normally be considered as media for
organic reactions, but more for inorganic and organo-metallic preparations.
Since then, the donor numbers of more common solvents have been measured,
and 45 values recently reported, including some obtained indirectly [16,77].

Gutmann [16] has also examined the approximately linear relationship
between donor number and —AHp . o values of various acceptors (A) as an
empirical method of predicting —AH . 5 values. On inspection, however, the
average difference between observed and calculated values was 3 kcal mol™".

{ii) @, values of Marvel, and also Searles

Another empirical scale based on enthalpies in 1,2-dichloroethane was
commenced by Marvel et al. [60], continued by Searles and Tamres [51], and
compiled and reviewed by Arnett [79]. @,, is the heat of mixing of the solvent
with 50 mol % chloroform at 25°C. These values, because the interaction
between a solvent and a chloroform molecule is not expected to be sirong,
are low, ranging from 0.1 to 1 kecal mol™'. The directly comparable Gutmann
donor numbers [35] generally range between 10 and 40 kcal mol™'. There is a
good linear relationship between @, and DNgyc),, and also Avg, which will
be discussed in Section [.

F. POLARITY SCALES FROM BASICITY MEASUREMENTS
(i) Proton affinity (PA} values of Long and Munseon

Proton-affinity values (in kcal moi™') were calculated by Long and Munseon
[80} from equilibrium constants, from mass spectroscopy experiments, for
various gaseous proton-transfer reactions with various solvents. The results
reflect the effect of solvent structure on the intrinsic basicity of the solvents
[5]. PA values increase steadily down a homologous series, but viewed overall
the order is surprising, e.g., benzene comes between methanol and formic
acid which is above the lowest member, water. Obviously deviations must be
expected from the gas-phase values in liquid solvents containing hydrogen
bonding and other solvent—solvent interactions.

(ii} HCl,,, values of Gerrard et al.

Another scale that appears to be a direct measure of solvent basicity comes
from solubility measurements of hydrogen chloride in various solvents at
10°C by Gerrard et al. [81]. Amett [79] has also examined these vaiues. On
comparing HCl,, values with PA values, where one might expect a correla-
tion, the only linear correlation found was for solvents with the same func-
tional group, viz., the alcohols. HCl;,; values are perhaps better related to the
conductance studies of HCI in anhydrous polar organic solvents by Janz and
Danyluck [33]-
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G. POLARITY SCALES FROM NMR CHEMICAL SHIFTS

Recently several polarity scales have been developed from the solvent effects
on certain nuclei, as measured by nmr techniques. The magnitude, direction
and concentration dependence of the chemical shifts of these nuclei are
strongly influenced by the solvating ability (or donicity} of the solvents.

Numerous studies of ionic solvation have used proton chemical shifts in
the elucidation of the structures of electrolyte solutions. The information ob-
tained is somewhat limited since the measurements are usually performed on
the resonance of either the solvent protons or on protons of solvating species
dissolved in an “‘inexrt” solvent, and, for the early work, usually at quite high
concentrations. The observed protons are often several atoms removed from
the interaction site, as in studies of oxygen—solute interactions in dimethyl
sulphoxide [82]. As a vonsequence, the chemical shifts are only weakly
affected by solvation. Thus much better information may be obtained if the
resonance of the solvated ions is abserved directly. We divide this section
according to the resonating nuclei.

(i) Protons

The AR scale of Anderson and Symons [64] is based on a very carefully
chosen cation. They studied the proton nmr spectra of some 1,4-diethylpyri-
dinium halides, and in addition to considering the individual proton shifts
they measwred the difference between the 2,6- and 3,5-ring proton shifts.
They assumed that the anion was held electrostatically above the positively
charged nitrogen atom of the cation in an ion pair structure {cf. the solutes
used by Kosower [28]}, the tightness of which decreased with increasing sol-
vent polarity and anion size. Thus the proton shifts will be directly affected
by solvation, and the difference between ring proton shifts, designated AR,
will be indepenident of any solvent effects that are mutual to both pairs of pro-
tons. Thus AR values are a direct measure of solvating ability, i.e., solvent
polarity.

This study necessitated relatively high solute concentrations to permit the
formation of the contact ion-pair being studied, but even so, AR vailues were
markedly concentration dependent, in general increasing by about 10% on
inereasing the concentration from 0.2 to 10% mol fraction of solute. Although
the data were found to correlate well with Kosower’s Z values we note that,
at the maximum concentration employed, AR values were not constant, and
a AR value at 1% mol fraction was generally used: the measured Z values were
either concentration independent, or obtained from extrapolation to infinite
dilution.

The other nmr studies, particularly those involving ions, required dilute
solutions to avoid ion-pairing or clustering influencing chemical shifts, and
normally were extrapolated to infinite dilution. There is therefore some im-
precision in the data in the literature, but recent developments in instrumen-
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tation now make possible measurements, in high dielectric constant solvents.
at sufficiently low concentrations so that ion-pairing is not statistically
significant.

{ii) Alhali metal nuelei

A nucleus particularly well suited to the direct observation of the resonance
of solvated ions is *Na. The relative sensitivity of 0.1 with respect to 'H [acili-
tates measurements in fairly dilute solutions. Also, the large quadrupole mo-
ment results in the sodium nucleus being a sensitive probe of the neighbour-
ing electronic environment.

An early study of ionic solvation using the **Na nucleus was performed by
Bloor and Kidd [S3], using various concentrations of Nal in a series of oxy-
gen- or nitrogen-lonor organic solvents. The chemical shifts were concentra-
tion dependent, and when extrapolated to infinite solution, Bloor and Kidd
suggested a scale {§, ppm) relative to inlinitely dilute aqueous Nal, for which
8, was assipned the value zero ppm. This work was extended by Popov and
co-workers [84,85] to include the shifts of sodium tetraphenylborate, per-
chlorate, iodide and thiocyanate. For the first two salts the shift was concen-
tration independent.

More recently Popov and co-workers [§6] have measured the chemical
shifts of the 7Li nuclens for a series of lithium salts in a variety of non-aque-
ous solvents. The shifts {(§ ppm) relative to aqueous lithium perchlorate did
not correlate with the &, values {83] for ““'Na. This was explained in terms of
the relative magnitudes of the paramagnetic and diamagnetic sereening con-
stants of the two nuclei. However, they found [85] an excellent correlation
between the **Na chemical shifts and Guitmann’s donor numbers {35

(iii) Halogen nuelei

Halogen nuclei, especially !F, have also been used in the study of the sol-
vating ability of solvents. Taft et al. have examined the solvent elfeets on the
fluorine resonance in areta- [52] and pare-substituted [53] fluorobenzencs.
and have defined the P value of a solvent as the chemical shift of p-nitroso-
fluorobenzene in that solvent relative to the shift in the standard solvent
cyclohexane. Gurka and Taft [87] have [urther used the 'F nucleus 1o study
hydrogen bond complex formation between p-fluorephenol in that solvent
{i.e., the shift of the completely formed complex) relative to that in carbon
tetrachloride {i.e., the shift of the uncomplexed p-fluorophenol), termed A
ppm.

Spaziante and Gutmann [88] measured the 'F chemical shift of CF,I ina
series of electron pair donor solvents relative to CCIL,F as an external standard.
A linear correlation was obtained belween the shifts al infinite dilution and
the donicity [35] of the solvent.

Langford and co-workers [S9] have measured the chemical shifts of the
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*5CIL, "*Br and '*"I nuclei in a series of solvents relative to aqueous solution and
reported a close correlation between the shifts and the ctis absorption band
energies {90]. The data covered five pure solvents and two binary solvent mix-
tures.

(iv) 3'P nucleus

Gutmann and co-workers [91] have very recently introduced the acceptor
number (AN) as a quantitative measure of the electrophilic properties of sol-
vents. This is analogous to the donor number [35], which attempts to quantify
the nucleophilic properties of salvents. The acceptor number of a solvent is
defined as the chemical shift of the *'P nucleus of triethylphosphine oxide
relative to diphenyl phosphinic chloride as an external standard. However,
the probe nucleus of this solute is remote from the actual place of solute—
solvent interaction, viz., the basic oxygen atom. Gutmann and co-workers
[91] suggested this was an important factor, as *‘theoretically ill-definable con-
tact contributions to the chemical shift values are thus eliminated”. It also
results in the solvation effects on the chemical shift being reduced.

All the above solvent polarity scales from nmr measurements are summnar-
ised in Table 2.

H. POLARITY SCALES FROM RATE CONSTANT DETERMINATIONS
(i) General

A basic reason in the search [or solvent polarity parameters has been the
predictive potential a suitable scale, embracing many solvents, would have
upon the most appropriate solvent for a reaction. Thus the earliest studies on
this topic were investigations into the effect of solvent on various organic
reactions, hoping to find an appropriate, and versatile, reaction. We have left
this group of polarity scales until now because the number of solvents that
can be used in rate constant determinations are usually few and in single
figures, and because we shall shortly show how the data for this range can be
confidently and vastly extended.

Dack [5] has recently published a review on the influence of solvent on
chemical reactivity. We shall therefore confine our remarks to the nature and
scope of these scales.

{ii} Y and log I:;,, values of Winstein

An investigation of the solvolyses of aliphatic compounds proceeding by
an Sy1 mechanism led Grunwald and Winstein [48] to derive Y valuesas a
quantitative measure of the ionising power of a solvent. The relationship
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between Y and the rate of solvolysis is given by
fog{k /kp)=m{Y  — Yn) {8}

where £, and /g are the rate constants of an Syl solvolysis in solvents A and
B. respectively and m is a function ol the compound being solvolysed, Since
this equation is concerned only with the difference in ¥ values, the absolute
Y values can be arbitrarily fixed by reference to a standard reaction. This was
chosen as the solvolysis of £-butyl chloride at 25°C, and Y was defined as

Y = log k! Bu€l —1og pBuC] {9}

where & and &, are the rate constants of the solvolysis in a given solvent and a
standard solvent, respectively. The standard solvent selected was S0% aque-
ous ethanol, for which Y, by definition, is zero. Equation (9) thus reduces to

logih/hy=mY {10

By defiitition, s for ¢-butyl chloride is 1.0. ¥ values range from 3. 493 in
water to —2.033 in ethanol: the larger the Y value, the greater is the fonizing
power of the solvent. Due to experimental dilficulties, ¥ values were mea-
sured for only 6 pure solvents and a series of binary mixtures. However, the
scale can be extended, provided values for m for other reactions are obtain-
able. In this way ¥ values for iso-propanol and {-butanol were obtained via
the solvolysis of ¢-butyl bromide [92].

There is an obvious analogy between egn. (10) and the Hammett equation
{93]

fogihfh,) = po {11)

with 2 and Y corresponding to p and o, where p is the reaction constant and
o the substituent constant. The Hammett equation was proposed as an em-
pirical relation suggested by the parallelism of the effects of substituents in
many different side-chain reactions of benzene derivatives.

Later \Winstein and co-workers [94] introduced another standard reaction
for characterizing the polarity of solvents, the ionization of p-methoxyneo-
phiyl-p-toluenesulphonate. The rate of this reaction at 75°C was termed the
log /,,,,, value and was determined for a series of non-hydroxylic solvents and
solvenl mixtures. The log &, values provided a measure of the solvating
power of non-hydroxyiic solvents as good as that provided by the Y values
for hydroxylic solvents,

{iti} X vatues of Giclen and Nasielshi
It is possible, using eqn. {8}, to mecasure the ionizing power of a solvent

towards electrophilic aliphatic substitutions at asaturated carbon atom. Gielen
and Nasielski {49] showed this for the reaction of halogen with tetraalky! tin
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compounds, which proceeds by an S;:2 mechanism. They formulated this us
loglk/hy)y=p X (12}

where & and &, are the rate constants of an electrophilic aliphatic substitution
on an organo-metallic compound in, respectively, the solvent under considera-
tion and the reference solvent (in this case glacial acetic acid}, p is a constant
dependent on the electrophile and the organometallic compound and X is a
measure of the solvent polarity. Again there is an obvious analogy with the
Hammett equation (11}.

Gielen and Nasielski chose as standard reaction that between bromine and
tetramethyltin, for which p was assigned a value of unity, and the reference
solvent a value of zero for X. To date, however, X values are known [or only
7 solvents {excluding the reference solvent).

{iv) §1 values o, Berson et al.

Berson et al. [95] have proposed a polarity scale based on the slight solvent
dependence of the rate of Diels—Alder addition reactions, since in the addition
of cyclopentadiene to methy! acrylate, the ratio of the endo product (N) to
the exo product {X) is solvent dependent. Since the reaction is kinetically
controlled, the product ratio is equal to that of the specific rate constants,
Thus

log(hntlzx) = log(N/X) = Q {13)

where £2 is the proposed empirical parameter of solvent polarily. This scalc i3
limited by the low soluhility of the reactants in polar media.

The §2 value is directly proportional to the free energy difference hbetween
the endo and exo transition states. The dipole momen? aof the former is grea-
ter than that of the latter. Flence an increase in the polarity of the solvent
will result in a better sclvation of the endo transition state, thus lowering the
freec energy to a greater extent (i.e., a greater stabilization of the endo transi-
tion state} and leading to preferential endo addition. The £2 value therefore
increases with increasing solvent polarity. Eleven solvents have been assigned
€2 values, and these give reasonable correlations with Z and K.

v} Rate constants k of Pincock

Pincock [69] has measured the effects of non-polar soivents on the ionic
decomposition of t-butylperoxy formate. In chlorobenzene this compound
undergoes relatively slow unimolecular thermal decomposition and gencrates
formyloxy and ¢{-butoxy radicals by simple cleavage of the peroxide bond,
while in n-buLyl ether a first-order induced decomposition occurs which
involves attack by radicals on the peroxide oxygen atoms. However, in the
presenice of pyridine a bimolecular ionic elimination reaction proceeds, with
the formation of t-butanol and carbon dioxide. The rate £ of this reaction in
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non-hydroxyvlic solvents depends extensively on the solvent. Values for k& (at
90°C) vary by a factor of 140 (from 0.00152 in n-heptane to 0.212 In nitro-
henzene), and are related to the dielectric constant and polarizability of the
solvents. The solvent dependence of the reaction rate is interpreted in terms
of a system in which a dipolar transition state 1s formed from reiatively non-
polar initial states. The reaction rate has been measured for 20 solvents.

(vi} S and R values of Brownstein

The final polarity scale to be considered in this section is that of Brownstein
{31. which he designated 8 values. The m parameter in the ¥ value scheme of
Grunwald and Winstein relates the susceptibility of a given reaction to changes
in Y. Since spectroscopically derived polarity scales measure a static rather
than « dynamic feature no equivalent parameter can be associated with such
scales. Brownstein endeavoured to overcome this by defining a general scale,
by formal analogy with Hanmmett's linear free energy relationship {eqn. 11},
which correlated the effect of solvents on a wide variety of equilibria, reac-
tion rates and spectral shifts,

log(i i/l won) = SR {14}

where k., is the appropriate parameter in a given solvent, and 2, oy the cor-
responding parameter in absolute aleohol, chosen as standlard as it was a
widely used solvent of medium diclectric constant and polarity. S is a con-
stant, characteristic of a given solveut (by definition, S = 0.00 for absolute
cthanol) or solvent mixture, and R a constant reflecting the sensitivity of a
given system to solvent effects. Brownstein assigned an R value of 1.00 o
Kosower's spectroscopic Z value system, because al that time it was the sys-
tem covering the widest range of solvents, the E.. values of Dimroth et al.
{291 had yet to be proposed.

From Kosower’s data [23] 53 S values were calculated and used to deter-
mine R values for 9 systems, which in turn were uscd to calculate further S
values. Altogether, Brownstein calculated 158 S values and 78 I values.

A large number of experimental data correlated quite well, but, as with ail
the ompirically derived solvent parameters, eqn. {14} is inadequate when the
speeitie selute—solvent interactions differ between the reference solvent and
the solvent under consideration. Little use has been made of these values since
they were proposed, partly because they seemed less precise than measured
values. Further, Kosower [4] was somewhal critical of § values because **they
cannot be related to a specific model process’”. More recently it has been
suggested [96] that S and It values Iave been little used because Z and E.;
values, although fewer in number, have been quite adequate, and that smooth-
ing correlations of this type can cause some loss of mechanistic information
gleanable from individual solvent polarity scales {5]. We now examine inter-
correlations between scales to extend individual scales, and consider the reli-
ability of predicted solvent polarity values,
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53
1. INTERCORRELATION OF SOLVENT POLARITY PARAMETERS
(i) General

In order to allow further development of the above relationships between
solvent polarity data and bulk solvent properties, and of the multiple-correla-
tion method of separating solvent effects, we need to extend the number of
solvents for which there are measured solvent polarity parameters on the vari-
ous scales. Once a scale has been published the likelihcod that the number of
solvents covered will be extended by other workers is low (the exception is
Kosower’'s Z values). We now c¢onsider interrelationships between the various
empirical solvent polarity scales, and the validity and justification for predict-
ing solvent polarity parameters.

Several good linear correlations between parameters for pure solvents have
been noted, but only four groups of workers [2,67,94,95] have formulated
the correlations in terms of the equation of a straight line, i.e.,

ordinate{parameter 1) = gradient x abscissa{parameter 2} + intercept {(17)

The gradient and intercept are usuaily determined by least squares analysis.
Suggestions are sometimes made that additional parameters can therebhy be
obtained but the point has not been further developed, except once [95]
when one predicted value was confirmed by direct measurement.

Kosower obtained some of his Z values from linear {hul not least squares)
correlations between various pyridinium iodides. where direct relationships
are to be expected. A lincar relationship observed by Erlich and Popov [85].
with only a small amount of scatier, between “’Na nmr chemical shifts and
Gutmann’s donor numbers, enabled them to suggest donor numbers for metha-
nol, ethanol and formamide, which have now been generally accepted. How-
ever this comrelation excluded Gutmann’s measured value for water {(13): to
be on the line the value would have to be 33. Herlemt and Popoyv [97] later
extrapolated this correlation, above the highest measured value, stating that
should there be a continuance of linearity, then they could predict donor
numbers for seven amines. Gutmann and co-workers have not yet incorpor-
ated these solvents into their writings.

We have assembled a comprehensive listing of the available measured para-
meters and calculated the correlation constants for us many linear correla-
tions as possible. They are listed in Table 3, together with their correlation
coefficients {r}.

Inspection of Table 3 shows 7 linear correlations between £, values und
other empirical scales. As one of these is the Z value scale linear correlations
are expected between Z values and the remaining 6 scales. This is indeed the
case for 5 of the scales {viz., Xg [568]; §2 [90];108 kion [941: F [55] and § [3]},
but it was not originally possible to establish a coirelation with the sixth scale
{log 2 {691) as there were only three solvents common to both scales. This is
not surprising as log # values were determined for non-hydroxylic soivents of
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TABLE 3

Correlation of empiriesl solvent polarity parameters

Ordinate  Abscissa Number Gradient Intercept Correlation Ref.
of points coefficient
V4 Er — 1.259 13.76 - 2
z Ep 15 1.330 1047 0.949s8 a
log Ryon  Er — 0.179 ~12.35 — 2
log Rion B 14 0.205 13.59 0.966 a
Q Ly — 0.0154 —0.0389 - 2
S Ey — 0.0134 —0.704 — 2
Z Xi 10 145 ~3.34 0.989 67
7z Xp 11 1.368 —2.032 0.993 a
tog Bion  Xn 7 0.179 —13.8 0.952 67
ot Kiow  Xg 7 0.185 ~—14.15 0.983 a
fol Xp 12 1.03 —8.86 0.991 67
Ea"r XB 12 ].‘0-1 ""9.60 OAggl a
P Xg 6 ~—0.0108 10.9 0.232 n
Xa X 38 1.4 118.4 0.620 67
z i 17 —1.94 159.8 9.524 67
i X 19 ~0.159 18.7 0812 G7
loy k i 16 —0.236 124 0.958 T
Z Q o T1.7 221 0.972 93
Z 2 9 76.0 20.25 0.955 ®
fov by 2 8 10.5 —10.5 0.936 95
Z log £iun 10 8.11 104.2 0.971 94
Z log It 0 14 5.979 9G.8.1 0.965 &
DN App 15 0.20 3.03 0.954 38
¥ Z 85 0.304 -—-25.60 0.959 &
o Kian ' 5 0.3G62 —2.d5 0.998 a
foa & For 9 0.00G3 —0.200 0973 a
log & G T 0.00077 —0.040 0.964 a
¥ YN 8 -1.337 84.00 0.951 a
S G 15 0.00398 —0.525 0.995 a
£ & 5 0.00314 —0.147 0.9G5 a
& P 9 Q.0126 —0.734 0.983 a
F Et 11 0.0124 —0.391 0.953 u
F 5 10 C.B12 0.256 0.987 a
PA FIClgnt 5 0.0160 —2.05 0.993 a
DN DL > 10.11 —12.17 0.995 a
;_\IJ';:I.‘p DN 9 0.0809 —1.694 0.969 &
Abppg Appnt 9 0.00732 0.1ila 0.887 2
G Avp 16 0.134 —8.53 0.947 a
._\Ppi:p AUD Ii 0.403 ~—15.3 0.984 2
Qi DN 3 2.63 3.18 0.977 a
AN Apy 9 0.547 —1.63 0771 a
AN Er 27 0.574 325 0.918 a
ARD Z 8 —0.197 81.0 0.911 a
ARce Z 10 —0.8406 131.0 0.968 a
Afe.. d Z 7 —{.189 19.0 0.927 a
Afta e Z i0 —0.873 131.3 0.962 u
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TABLE 3 {continued}

Ordinate  Abscissa Number Gradient Intercept Correlation Ref.
of points coeflicient
z 5h 13 3.60 32.3 0.912 38
Ept &h 21 2.135 20.0 0.920 98
Ere® &h 18 3.13 .98 0.948 93
L 6h T 0.471 0.133 0932 98
s &n 31 0.046 —0.624 0919 95
Y &b 5 0.524 —8.75 0.9998 95
Appm DN 11 12.3 —5.85 0.503 B
Syl DN B —0.780 22.15 0.598 S
51 DN 9 —2.65 20.18 0.433 4
Sk DN 10 —1.80 izl 0.966 ®
51 DN 10 —1.89 33.71 0.939 A
pm lopg k 12 0.676 351 0.932 g
pm Exy 27 5.19 30.54 0.914 a

a This work. b 1% motle fraction for dipolar aprotic solvents, ¢ 1% role [raction for protic
solvents. 4 Extrapolated to infinite dilution far dipolar aprotie solvents. ¢ Extrapolated to
infinite dilution for pratic solvents. f E1 values at 30°C. & E values at 26"C. ! Hildebrand’s
salubility parameter [99 ]. ! Chemical shifts for **Na [83).  Chemical shifts for "Li (861

K Chemical shifts for *Na ¢0.5 M NaBPh, solns.) [85]. ! Chemical shifts for *3Na {0.5 M
NaC!O, solns.) {83 ). ™ Dipelar aprolic and non-polar solvents onty.

low or zero polarity, whereas Z values relate to more polar solvents, hydroxylic
salvents and solvent mixtures.

Herbrandson and Neufeld [98] have proposed that §, the solubility para-
meter of Hildebrand {99}, provides a measure of the effect of solvent on
organic reactions, and thus a measure of solvent polarity. It is derived from
the cohesive energy density, a direct measure of the total molecular cohesion
per cc of liquid, and is measured by the molal energy of vapourization to a
gas at zero pressure, —E, per molal volume of liquid, V': §* = —E/V'. The
square root of the cohesive energy density is termed the solubility parameter,
8, because of its value in correlating and predicting solubility behaviour of
non-electrolytes [99]. Herbrandson and Neufeld calculated a fair correlation
between & and Z, E1, £2 and 8, and their results are included in Table 3. They
found an excellent correlation with ¥, r = 0.9998, but only four alcohols and
water were used in the calculation. In the light of our comments in Section
C (iii) it is not surprising that a poor relationship between & and Xy has been
found, and that the correlations with Xg separated solvents into essentially
protic and dipolar aprotic groups [1001].

A linear relationship between & and the Arrhenius activation energy for the
isomerization of cis-azobenzene to the trans isomer has been reported [101]
for 15 solvents. However, the rate of racemization of 1,1 -binaphthyl did not
increase regularly with § [102). Sonie 150 § values have been determined,
many at more than one temperature [ 103—107].



156

We have indicated earlier that Gutmann’s donor numbers, because they
represent a 1 : 1 solute—solvent interaction, da not carrelate with the solvat-
ing scales such as Z and Ep. Table 3 does show, however, that similar specific
scales do inter-correlate, and with donor numbers. However donor numbers
do correlate well with the spectroscopic scale Apy. Donor numbers do not
correlate with acceptor numbers so it is not surprising that acceptor numbers
have only a poor correlation with the corresponding Ap, values, and interest-
ngly quite a good correlation is abtained betweett AN and E values. The hest
correlation with donor numbers is obtained with @,, values, a scale also based
on enthalpy measurements in 1,2-dichloroethane.

Gutmann [16] has also noted a linear relationship between his donor num-
bers and the spectrophotontetric measurements of Selbin and Ortolano [108],
who estimated the degree of interaction between various solvents and vanadyl-
bisacetylacetonate [ VO(acac):], which has one ligand site available. Selbin
[109] has since reviewed the electronic spectrum changes on addition of donor
band I moves to higher energies and band II to lower. From the energy differ-
ence, D(ILI)}, the degree of interaction of the solvent {and donor) with VO-
{acac). is estimated. Gutmann elected to take two solvents, propanediol-1,2-
carbonate and dimethyl sulphoxide, far which donar numbers are known and,
assuming a linear relationship between these reference points, has compared
calculated with known donor numbers, and predicted others, for non-hydro-
gen bonding solvents. Unfortunately, in his Fig. 7 {ref. 16} half his data points
are incorrect or mcorrectly plotted. Figure 1 shows a least squares fit for ali
the mutually common data points reported, except the nitrocompounds, and
ris 0.995.

It is obviously inappropriaie to comment in detail on each correlation ob-
tained. In generating the data in Table 3, unless otherwise subsequently stated,
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Fig. 1. Covrelation between donor number (DN} and D{ILI) for various solvents. Least
squares calculated line given by the equation DN = 1011 (IX{I,I1})} — 12.17.
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all available dala were incorporated in the least squares analyses. Occasionally,
if two disparate values for a solvent were available then judgement was exer-
cised, and either the solvent was dropped frem the analysis. or the value ob-
tained by the authors of the scale was used.

(i} Reliability of predicted solvent polarity parameters

Kosower [28] originally measured Z values for 21 pure solvents and 35
binary solvent mixtures. This scale has since been extended [65,95.100,110—
114] to include 45 pure solvents, but only 5 of these also have a value for
log k. {The E. values [or 42 pure solvents [29] have since been extended by
onte of the originators [2] to 62 solvents.) We have measured [63] Z values
for a further 43 pure solvents {Table 4). However, due to solubility problems
with low polarity solvents, Z values could only be measured for 1wo more sol-
venis for which Pincock [69] had measured log ¥ values. This brought the
number of solvents commeon to both scales to 7, but the correlation observed
was poor {r = 0.152). Better correlations were found, following Pincock’s
suggestions, for log I with § and G values {r = 0.738 and 0.964, respectively}.

The correlation hetween Z and E values has been known for some time
[29], and Reichardt has published [2] the constants for the correlation (Table
3). Unfortunately he never stated the number of solvents used, or the correla-
tion coefficient obtained. We have therefore re-examined this relationship.
For any solvent for which there was doubt, one or both of the paramerters was
not included in the correlation. For example, the Z value of dimethyl sulphox-
ide has been quoled as 71.1 [28] and 70.4 [29], while the Ey value for {-buta-
nol was measured [29] at 30°C, and E values are temperature dependent and
normally measured at 25°C. This left a total of 15 solvents common to both
scales, and these are plotted in Fig. 2. The cotrelation parameters, obtained
by leasl squares analysis, are given in Tahle 3, including the excellent correla-
tion coefficient »= 0.998.

From this correlation were calculated Z values for 27 solvents and E; values
for 13 solvents. Subsequently, Z values have been measured for 16 of these
solvents [63]. The observed and calculated Z values are given in Table 5,
together with the percentage error of the calculated relative to the observed
value. For 10 of the 16 solvents the calculated Z value is within 2% of the ob-
served value, and for only three solvents (benzene, 1,4-dioxan and pentan-1-
ol} is the error greater than 5%.

Berson et al. [95] observed 2 linear relationship between their £2 values and
Z values, from which they predicted a Z value for 1,2-dimethoxyethane of
61.7 kcal moi™'. The spectrophotaometric value was subsequently measured us
62.1 keal mol™, thus the predicted Z value was within 1% of the observed
value. They suggested the advantage that Z values could be obtained for sol-
vents which absorb in the region of the charge transfer band, and predicted a
Z value of 71.2 kcal moi ! for nitromethane. This compares favourably with



158

TABLE 4

New Z values measured al 25°C

Solvent Amaxtitm} Z{keal mol™!}
1.2-Dibromocthane 476,3 60.0
Tri-n-buty! phosphate 466.4 61.3
Dimethyl digal 461.7 61.5
Di-n-butyl sulphoxide® 464.1 61.6
Dibromamethane 435.0 62.8
Pentane nitrile 452.7 63.2
Methyl-n-propvl ketone 1519 G63.3
2-Methyleyclohexanone 151 .4 63.3
Methyl ethyl ketone 446.9 64.0
Di-n-butyl! ether 416.6 64.0
Ethyl acetate 116.6 64.0
Triethyl phospiiste 443.2 64.9
1.4-Dioxan 4129 64.6
Diethy! earbonate 442.3 64.6
Dimethyl carbonate b 111.7 64.7
Methyl-n-pentyl ketone 435.4 65.2
Methyl chloroacetate 4308 66.4
Di-n-buty! sulphone ¢ 424.1 67 .4
n-Propylamine 421.9 67.8
n-Bulyronitrile 421.5 67.8
Dimethyl sulphoxide 407.2 70.2
Trimethyl phosphate 4086.2 0.4
Sulpholane 404.9 70.6
¢-Pentanol 404.2 70.7
Triethy! phosphite 402.3 T1.1
2-Methyleyclohexanol 387.2 73.8
Dimethy! sulphaone 4 384.5 74 4
Butyl digol 381.2 75.0
sec-Butanol 379.2 75.4
4-Chlorobutyronitrile 378.5 75.5
3.,5,5"Trimethyilrexan-1-ol 377.5 757
1-Hexanol 373.8 7G.5
2-Methylpentan-2,4-diol 3727 76.7
Dipropylene plyeol 3724 76.8
2-Ethoxyethanol 3709 77.1
1-Pentanol 368.4 7.6
i-Butanol 368.0 77.7
2-Methoxyethanal 364.2 78.5
Pentan-1,5-diol 363.1 78.7
1-Bruma-2-prapanol 362.4 78.9
3-Chloropropianitrile 358.1 79.8
Propan-1,2-diol 356.1 80.3
Glycerol 345.6 82.7

¥ 39.1°C. b Concentration dependent — extrapolated to infinite dilution. € 59.0°C.
4 125.0°C.
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Fig. 2. Correlation between Z values and & values: 1, water; 2, 1 2-ethane diol; 3, metha-
nol; 4, ethanal; 5, acetic acid; 6, propan-1-ol; 7, butan-1-0l; 8, propan-2-ol; 9, acetonitrile;
10, dimethylformamide; 11, acetone; 12, dichloromethane; 13, pyridine; 14, chlorolorm;

15, 1,2-dimethoxyethane,

TABLE 3

Observed ana calcuiated Z values

Solvent Z(ohs) Z{calc) Percentage Ref
dilference 2
Benzene 54.0 63.2 15.4 4
Chlorobenzene 38.0 60.4 4.1 110
Rramobenzene 59.2 60.4 2.0 110
Fluarobenzene 60.2 61.2 1.7 110
1,2-Dichloroethane 63.1 66.5 4.9 111
cis-Dichloroethylene 63.9 61.5 —3.8 110
Ethyl acetate 64.0 63.8 —0.3 b
1,4-Dioxan 64.5 58.4 —9.5 b
Benzonitrile 65.0 66.3 2.0 110
Dimethyl sulphoxide 70.2 T0.4 0.3 b
Sulpholane 70.6 69.3 —1i.8 b
2-Methylcyclohexan-1-ol 73.8 73.0 —11 b
1-Pentanol 77.6 73.0 —5.9 b
2-Methyl-1-propanol 77.7 76.5 —1.,56 b
Benzyl alcohol 78.4 78.1 —0.4 112
2-Methoxyethanol 78.5 B0.0 1.3 b

a Calculated from [{Z{calc} — Z{obs}}/Z{obs)] 100. ® This work.
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the value of 72,0 kcal mol™' we have predicted from the correlation between
Z and Ep values,

It is therefore concluded that the prediction of non-measured and unmea-
surable parameters from linear correlations with Z values is validated. Accord-
ingly, the new Z values here reported {Table 4) were used to predict Et
vaiues and values for the live other parameters for which linear correlations
with Z values were obtained. The 6 predicted vatues for each of the 43 solvents
are included in Table 3, except for Y values, which are only valid for protic
salvents, and they have been predicted accordingly.

(iii} Determination of polarity values for water

The values declared for water on various scales do not always, as we have
already secn, correlate well between scales. This is no doubt due to the anom-
alous nature of liquid water compared with all other solvents, and that it
experiences dielectric saturation in the first solvent shell about an ion, In addi-
tion, the valur for water cannot always be measured directly, so it may then
be extrapolated from binary aqueous mixtures. The measured parameter is
plotted against the mole fraction or similar ratio, of water, but any preferen-
tial solvation of the solute is ignored.

For example, the correlation between Y and Z values was early used to
predict {281 the Z value for water. It is not possible to measure this directly
as the charge-transfer band, from which the Z value is calculated, is hidden
beneath the intense absorption band of the pyridinium cation. Accordingly,
Kosower [28] measured Z values for three binary solvent mixtures, and com-
pared them graphically with the Y values for solvent mixtures of the same
compositions. In the plot of Y against Z the three sets of data converged,
within experimental error, at the independently determined [48] Y value for
water, but only two sets were linear over the range studied. The convergent
point corresponded to a Z value of 94.6 kecal mol™}, but the measured ¥ value
[481 had previously been obtained with difficulty and with considerably less
precision than the other Y values. Further, the maximum water content of the
three binary mixtures was 40 volume %, and thus the lines were extrapelated
a considerable distance. A plot of Z value against mole fraction of water (Fig.
3} does not indicate a common point of convergence.

Brownstein’s scale of S values [3] was based on the original Kosower Z
values [28], and thus a linear correlation would be expected between the two
scales. This is indeed the case for most solvents {Fig. 4), but not for water.
The S value for water corresponds to a Z value of 91.8 kecal mol™?, i.e., 2.8
keal mol ! less than that obtained by Kosower. Inspection of the other corre-
lations {Table 3} involving Z values leads us te favour this value of 91.8 kcal
mol™! for water. Figure 5 shows the correlation between Xy [67] and Z, with
both values for Z being plotted. The ‘best’ line, by least squares criferia,
passes much closer to the new lower Z value. This is also reflected in the corre-
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Fig. 3. Variation of Z valae with mole fraction of water: (a) melhanol—water: (bt ethano{—
water; {¢) acetonte—water.

lation coefficient, which increases from 0.990 to 0.993 on geing from 94 .6
ta 91.8 for the Z value of water.

{iv} Relationships with nmr chemical shift scales

Correlations between polarity scales derived from nmr measurements and
other polarity scales have but rarely been reported. Anderson and Symons
[64] observed a linear relationship between their AR values and Z values, {or
most of the solvents studied. However, they did not differentiate between
protic and aprotic solvents. On replotting their data (Fig. 6}, aind making this
distinction, we now find all the data fal close to two lines. Anderson and
Symons had suggested that the deviations were probably due, in parl, to
incomplete ion pairing, but this is unlikely since their three main deviators,
dimethyl sulphoxide, acetonitrile and tetramethylene sulphone, all have rela-
tively high dielectric constants.

Using our classification we find protic solvents correlate with Z with a
correlation coefficient of 0.968, and dipolar aprotic with 0.911 (Table 3).
However, these values were obtained using AR values at 1% maol fraction
salute, the concentration arbitarily chosen by Anderson and Symans. Using
AR values at other concentrations, or after extrapolation to infinite dilution
alters these values, slightly for protic, but increasing significantly for dipolar
aprotic {0.962 and 0.927, respectively).

Water was omitted in performing the protic solvent correlation, but it is
interesting to note that predicting Z for water from this correlation favours a
lower Z value.

Popov and co-workers [84,97], we remarked earlier, have observed a reason-
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Fig. 4. Correlation between Z values and § values: 1, 1,2-ethane diol; 2, methanol; 3, form-
amide; 4, ethanol; 3, acetic acid; 6, propan-1-al; 7, butan-1-ol; 8, propan-2-ol; 9, acetoni-
trile; 10, 2-methylpropan-2-0l; 11, nitromethane; 12, dimethylformamide; 13, 1.2-dichloro-
cthane; 14, acetone; 15, cyclopropy! methy! ketone; 16, 1,4-dioxan; 17, dichloromethane;
18, pyridine; 19, chloroform; 20, ethyl acetate; 21, diethyl ether; 22, n-hexane.

able correlation between the *’Na chemical shifts for solutions of tetraphenyl-
borate and donor numbers [35], {from which they tentatively proposed donor
numbers for a series of amines. These proposals may now be partially
checked since a good correlation is here reported between donor numbers
and the Avp values of Kagiya et al. [71]. This is shown in Fig. 7. Here
again, to obtain high donor numbers a continuance of linearity has to be
assumed, but in this case there is additional evidence. A least squares correla-
tion between log (Avp) and log (DN) has a slope of 1.187, indicating a first
order relationship and an insignificant amount of curvature. Also, the Avp
value for hexamethylphosphoramide, the solvent for which the highest donor
number, 38.8, has been measured, was estimated as 179 em™ and measured
[38] as 180 cm™!. For the mutually common amine solvents the predicted
donor numbers {of around 50) were acceptably close, and those from Avp
were always the lower. Thus predicted high donor numbers, especially from
Avp measurements, may be viewed with reasonable confidence.

Spaziante and Gutmann [88] have reported a linear correlation between the
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Fig. 5, Correlation hetween Xg values and & values: 1, water (see Section I{iii});: 2, metha-
nol; 3, ethanol; 4, butan-1-0l; 3, propan-2-ol; G, acetonitrile; 7, dimethyiformamide: §,
acetone; 9, pyridine; 10, dichloromethane; 11, toluene.

"F chemical shift of CF,I with donor number, and we have applied a least
squares analysis and found r = 0.903 {Table 3}. If chemical shifts were mea-
sured in amines, then this would provide another test of the above predicted
high donor numbers.

The P scale of Taft et al. [52,53], also based on '’F, has been compared by
Brooker et al. [G7] with their X, and X;; values, Other empirical scales corre-
lated well, but not the P scale {Table 3). However, since most nmr measure-
ments are taken at high solute concentrations the observed chemical shifts
may contain a significant contribution of other influences, such as variation
in the amount of ion pairing in different solvents. Popov and co-workers are
currently seeking to eliminate these problems.

(v} Predicted donor numbers

We have remarked above oni the correlation between deonor number and
Avp, and earlier that with D{II,I} [Section I{i}]. Table G gives the observed
and calculated donor numbers obtainable from these correlations. The origi-
nal 37 measured donor numbers are now extended to 132 solvents. Some
interesting points now arise between certain predicted donor numhbers.

Donor numbers have not been measured for hydrocarbon compounds but
the values predicted from Avp and D(11,I) measurements wre remarkably simi-
lar. Both correlations place carbon tetrachloride as the solvent with the least
donor ability, with a negative donor number, but they are at variance over
the donor ability of chloroform. Possibly steric reasons may affect the coor-
dination of this malecule in the sixth site on VQi{acac).. However we do have
one reservation or warning. Advocates of donor numbers are now tending
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towards quantitative applications. Donar numbers (enthalpy determinations
at infinite dilution) are nat easy to measure, and since they were originally
determined more accurate and sensitive calorimeters have been marketed.
Enthalpy measurements by other groups of workers [128,129] have niot
always vielded values within {the claimed) experimental error of the original
workers [35]. Thus befare this tendency is continued we consider it impor-
tant that donor numbers should be remeasured, and the linear relationship
with Avp redetermined, before cur predicted donor numbers are used exten-
sively. Differences also appear in the predicted values for certain amines. We
have just demonstrated that the DN—Awvp relationship may be used to pre-
dict with confidence high danar numbers. In this relationship we did not use
the nitro-compounds (Fig. 1). All the solvents used had only one possibie
donor site on the molecule, usually an oxygen atom: the nitro-compounds
have {wo neighbouring oxygen atoms containing lone pairs. Thus these com-
pounds will have slightly different effects on bands I and II. The measured
donor numbers of nitromethane and nitrohenzene are therefore the more
appropriate to use, but they should be used with some circumspection since
although they were employed in obtaining the DN—Ap; relationship {Table
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IFig, 8. Variation of Y vatues with dielectric constant.



3) the line obtained (Fig. 8) does not pass through their datum points.

The acetate esters were omitted in this relationship for chemical reasons.
Deuteron transfer from CH,OD can occur on to the ester molecule via keto—
enol tautomerism. The value obtained for Ay may be related to the O—D
vibration of the deuterated enol form. It is unfortunate that donor numbers
for formates, in which this tautomerism cannot occur, have not been reported.
Thus the measured and calculated donor number values for esters in Table 6
should be treated with caution.

We also note that the D{I[,1) values reported by Selbin and Ortolanc [108]
do not agree, with the one excepiion of acetonitrile, with those that may be
derived from the data of Symons and co-workers [{130]. In most cases the
difference is quite marked (Table 6}. A piot of these values against donor
number produces a plot of greater scatter to that in Fig. 1, and slightly differ-
ent slope. We therefore again advise caution for donor numbers predicted
from D(IL,I) data, but emphasise that, with our earlier proviso that donor
numbers need to be redetermined on modern equipment, the measurement of
Avp values is currently recommended as a rapid and reliable method for deriv-
ing further donor numbers.

J.CORRELATIONS BETWEEN SOLVENT POLARITY DATA AND BULK SOLVENT
PROPERTIES

We can now return to a consideration of the relationships between solute—
solvent interactions and bulk solvent properties. Many attempts have been
made to correlate rate constants (%)} for reactions with macroscopic solvent
parameters representing various aspects of solvation, the most widely used
being the solvent dielectric constant €. Scatchard, in an early review {115],
considered the effect of dielectric constant on ion—ion reactions in terms of
the Debhye—Hiickel theory, and predicted In %k to be inversely dependent upon
€. Amis [116] and Laidler and Landskroener [117] later deduced the same
relationship, but both reasoning from different viewpoints.

Kirkwood [72] derived an expression for the change in free enthalpy when
a molecule with dipole moment g and radius »r passes from a medium of
dielectric constant unity to one of dielectric constant €.

AG = —u?e — 1)}/r’(2e + 1) {19)

This equation can be extended, via transition state theory to include &, yield-
ing

Ink=1Inke— U(e —1)/{2¢ + 1) (16}

where 2, is the rate constant in a medium where € = 1, and {7 is a vonstant
independent of the medium. A linear relationship is thus expected between
In k and {e — 1}/{2¢ + 1}. This has been found in many reactions between
polar molecules in binary solvent mixtures [ 118]. However, both the
Scatchard and the Kirkwood relationships usually break down when applied
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to a series of onecomponent solvents [119], or to binary mixtures of low
dielectric constant [120]. Dack [5] has suggested that correiations of this Lype
appear to be useful only for reactions such as ion—ion, ion—dipole and dipole—
dipole reactions, where general electrostatic interactions are dominant. He
also notes {5] that those who have used multiparameter equations to separate
electrostatic and specific contributions to the overall solvent effects in reac-
tions have generally employed such functions of dielectric constant, viz., €,
l/e, {c — 1} (2¢c + 1} and (¢ — 1)}/{e + 2). We note that the latter two funec-
tions have an exaggerating effect on low dielectric constants and a levelling
effect on high dielectric constants. For example, for the expression {e — 1}/
{2¢ + 1}, for low ¢ values, from 2 to 7, this function changes from 0.2 to 0.4,
but for e > 20 it ig essentially constant, tending rapidly to 0.5, and only
changing by 0.02 between € values of 20 and 40. Plots of these two func-
tions against a reaction or solvent sensitive parameter (are often said to) give

a linear correlation [45].

Ito et al. [121] have plotted the experimental wavenumber shift of the
n—x" transition of various carbonyls in several non-hydrogen bonding solvents
against {¢ — 1}/{e + 2)_ A straight line was fitted to the data, but in each case
a curve would have produced a better fit. Nicol [12] has reviewed solvent
effects on spectra, maintaining this linear approach. In our view, his linear
correlations have too much scatter for large numbers of data points, or would
fit a curve better for few points, to encourage continuing this approach. We
have thercfore used the unadormed dielectric constant in seeking correlations,
not necessarily linear, with solvent polarity scales.

A good linear correlation between dielectric constant and the Y values of
Grunwald and Winstein has however been noted [122] (Fig. ). The devia-
tions from linearity for formamide and acetic acid may be rationalised in terms
of internal hydrogen bonding effects, resulting, in the latter case, in dimerisa-
tion of the solvent.

Since it is well established that ¥ and Z values correlate well, it is not sur-
prising that Z values also correlate reasonably well with dielectric constant,
contrary to the claims of Reichardt [2]. Early criticisms of Z values are inade-
quate {127] and are therefore now shown to have been premature. But to un-
derstund the plot {Fig. 9} it is necessary to recognise the division of solvents
into protic and aprotic {Section B. {iii)). Thus any scale that correlates with
Z values, e.g., E values, also relates to dielectric constants in the same protic—
aprotic way: Y values, with the exception of formamide, relate to protic sol-
vents.

The inecreasing curvature of the Z vs. € plot for dipolar aprotic solvents,
compared with that for protic solvents {Fig. 9}, reflects the inchision of non-
polar solvents in the former category. If they are omitted the curves are
almost identical, in this and similar plots. It is interesting to note that for all
polarity scales where the parameters are measured in keal mol™! the separa-
tion between the lines describing the two classes of solvent gradually increases,
from arcund 10 kcal mol ' at low dielectric constant to around 14 kcal moj™!
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Fig. 9. Variation of Z values with dielectric constant: 1, Yormamide; 2, dimethyisulphoxide;
3, sulpholane; 1, acetonitrile; 5, dimethyl formamicde: G, dimethy! acetamide; 7, hexameti-
viphosphoramide; 8, acetone; 9, pyridine; 10, 1,2-dimethoxyethane; 11, phenctole; 12,
benzene; 13, water; 14, formie acid; 15, 1,2-ethane diol; 16, methanol; 17, ethunol; 13,
propan-l-ol; 19, 2-methylpropan-1-ol; 2C, butan-1-ol; 21, prapan-2-ol; 22, eyclohexanol; 23,
2-methvicyclohexan-1-ot; 24, 2-methyipropan-2-of; 25, 2-methylbutan-2-ol; 26, acetie acid.

at high values. This separation approximares closely the energy of hydrogen
bonding. Using several plots of € vs. a solvent polarity parameter, and classify-
ing a solvent as protic or aprotic, it has been possible to predict with reason-
able accuracy the dielectric constant of several solvents, which were later mea-
sured [38].

A related correlation is that of Griffiths and Wijayanayake [37] of the
energy difference between the first ultraviolet absorption maximum of sodium
iodide and tetra-n-hexylammonium iodide in a given solvent with the recipro-
cal of the dielectric constant of that solvent {Fig. 10}. In the range 11 << €> 5,
in which only solvent shared ion pairs were found {Section B. {iii)} the anion—
cation separation was confirmed by calcuiations that used the bulfz dielectric
constant for the intervening solvent molecule.

It is still being suppested [5] that the microscopic dielectric constant of the
solvent molecules contiguous to the solute should be of relevance. This is
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9, pentan-2-one; 10, cyelopentanol; 11, evelohexanol; 12, triethylphosphate; 13, 2-methyl-
propan-1-ol; 14, butan-1-ol; 15, propan-2-ol; 16, acetone; 17, trimethyl phosphate; 18,
methanot: 39, acetonitrile; 20, water.

based on the calculations of Hasted et al. [123,124], for a number of models,
which showed that the microscopic dielectric constant of water within 1.5 A
of an ion is about 5, but this rises rapidly to the bulk value, 80, around 4 A
from the ion [125]. Similar results for other solvents can be expected, but the
microscopic dielectric constant should not fall as low as for water. What has
not been recognised is that water is the exception rather than the rule. Most
solvent molecules have a molecular diameter of 6 A or greater and a much
lower bulk dielectric constant, and thus non-aqueous selvent molecules con-
tiguous to ions have a dielectric constant essentially that of the bulk value,
thereby further confirming the above calculation identifying solvent shared
ion pairs. The absence of a zone of disorder around solvated anions in protic
solvents, but continuous hydrogen bonding from anions into the bulk solvent,
is now propased [46].

In the solvation of dipoles hardly any reduction in bulk value must apply
to the solvating molecules. Thus in our view the concept of a microscopic
dielectric constant for a solvent is not relevant, and should not be adduced in
explaining chemical reactions. Differences in reactivity between two solvents
of the same dielectric constant, but where one is protic and the other aprotic,
should be considered in terms of the contribution of the hydrogen bonding
energy.

A much greater differentiation between protic and {dipolar} aprotic sol-
venis is observed [122] if solvent polarity parameters are plotted against
dipole moment u. From Fig. 11 we can also conclude a marked difference in
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Tig. 11. Variation of Z values with dipole moments: (a) protic solvents, {(h) aprotic solvents;
1, hexamethylphosphoraride; 2, sulpholane; 3, dimethyl sulphoxide; 4, dimethylformamide:
5, dimethylacetamide; G, acetonitrile; 7, hexadeuternacetone; 8, eyclopropyl methyl

ketone; 9, acelone; 10, pyridine; 11, ethyl acetate; 12, tetrashydrofuran; 13, 1,2-dimethoxy-
ethane; 14, dichloromethane; 15, chloroform; 16, deuterochloroform; 17, 2Z-methylbutan-
2-0l; 18, 2-methylpropan-2-0!; 19, 2-methylcyclohexan-1-ol; 20, cyclehexanaol; 21, propan-
2-0l; 22, 2-methylpropan-1-ol; 23, butan-1-ol; 24, propan-1-ol; 25, acetic acid; 26, ethunol;
27, methanol; 28, 1,2-cthane diol; 29, formic acid; 30, water.

the solvation of the dipolar contact pyridinium iodide ion pair, from which
Kosower’s Z values are derived. For the protic solvents, largely alcohols, and
for which u is approximately 1.7—1.8, Z decreases as the solvent molecules
get larger and the hydroxyl group becomes more sterically restricted. Thus Z
decreases as the intermolecular hydrogen bonding decreases. Such a trend
would not be expected if there was a structurejess region between the solvated
dipole and the bulk solvent. Dipolar aprotic solvents, with a small increase in
Z (from 64 to 70) with g increasing from 1 to 5 D, demonstrate clearly the
minimal nature of their intermolecular interactions. Dipole—dipole interac-
tions are therefore the major component for the solvation of the contact ion
pair. The results of Anderson and Symons [64] suggest that the ion pair
formed in each solvent does not necessarily have the iodide ion sited always
on the 2,6-protons of the pyridine ring; *“above’ the nitrogen atom 15 a possi-
bly more favoured site. We suggest that the scatter around line {b) for dipolar
aprotic solvents (Fig. 11) could reflect different positions for iodide in the
contact ion pair between these two extreme sites, the position also being infiu-
enced by the differing stereochemistries of the solvent molecules.

The nearly vertical and horizontal nature of the correlations in the solvent
polarity—dipole moment plot means they can only be used in an indicative,
rather than a predictive manner, and they do lend support to our objections
to microscopic dielectric constants.
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We finally note in this section that those solvent polarity scales which are
based on a specific 1 : 1 solute—solvent interaction, e.g., Avp and Gutmann’s
donor numbers, do not correlate when plotted against dielectric constant.
This is not really surprising, and neither do these scales correlate with the
more general Z, Y and £ scales.

K. SUMMARY AND APPLICATIONS

We have listed in Table 7 all the published solvent polarity data of which
we are aware, plus some of our own unpublished measurements, for some 273
solvents and 29 scales. If, therefore, information is required regarding a particu-
lar compound the extent and values of the measured polarity data are readily
determined. If information concerning a particular scale is desired, say its Z
value, then reference to Table 3 reveals those scales which have a linear rela-
tionship with the Z scale, and generally on one or more of these scales the
value has been measured for the solvent in question. The accompanying corre-
lation coefficient indicates the precision of the Z value subsequently calculated.

Alternatively, if the identity was required of a solvent having a solvent
polarity value close to a particular value, say a Z value of 60, then scanning
the Z scale column vertically will ascertain those solvents. In addition, if hori-
zontal scanning is also employed for these solvents, then the equivalent values
on other scales can be obtained, and scanning these scales vertically will in
principle identify many more such solvents.

We could have filled in the majority of the blanks in Table 7 using the equa-
tions of the correlations in Table 3, and giving mean values where several
values are determinable. However we judged it better not to do so, to avoid
uncritical use of Table 7. We therefore hope that our readers will calculate
those values they require {and enter them into the compilation) while also
having due regard for the footnotes in Table 7 and the above discussion on the
various solvent polarity scales they employ.

We welcome any information on solvent polarity scales we may have over-
looked, and being informed of new scales as they are published.
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