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Abstract

The application of high pressure kinetic and thermodynamic techniques in mechanistic
studies of chemical reactions in solution, can contribute towards the elucidation of the
underlying reaction mechanisms. In this review the fundamental principles involved in
the construction of reaction volume profiles and the mechanistic interpretation of the
latter are presented for various types of reactions in inorganic, organometallic and
bioinorgani systems. These include thermal and photo-induced ligand substitution and
electron-transfer reactions. as well as processes that involve the activation of small
molecules. The mechanistic insight gained through volume profile analysis for non-sym-
metrical reactions forms the theme of this coniribution. © 1999 Elsevier Science S.A. Ali
rights reserved,

Kerwords: Reaction mechanisms, Volume profiie analysis; Ligand substitution

1. Intéraduction

In general the application of high pressure kinetic techniques to mechanistic
studies in coerdination chemistry has assisted the elucidation of the underlying
reaction mechanisms. Detailed accounts on such studies dealing in general with
reactions of coordmation compounds in solution, have been published in recent
years [1-13]. It is interesting 10 note that in a recent review covering the activity
in this area during 1987-1996, more than 1500 new data sets for measurements
of kinetic and thermodynamic properties at elevated pressure on inorgasic sys-
terns were reported [5). In the case of symmeirical chemical reaciions, such as
solvent and ligand exchange processes where no net chemical reaction occurs,
the pressure dependence of the observed rate cosmstant reveals unique informa-
tion on the nature of the transition state [6-8]. In this particular case the overall
reaction volume 18 zero, and reactants and products have the same partial
molar volumes. This is totally different in the case of non-symmetrical chemical
reactions. Here the activation and reaction volumes can be used to construct
a volume profile for the reaciion under study [1-13]. It is the objective of
this contribution to demonstrate how additional, and in many cases important,
mechanistic information can be obtained from analyses of volume profiles for
various types of non-symmetrical thermal and photechemical reactions in inor-
ganic, organometallic and bioinorganic systems. A ireatment of the effect of
pressure on the symmetrical chemical reactions mentioned above is given else-
where in this issue. In some cases systems will also be discussed where only
activation or reaction volume data are available, 1.e. where no complete volume
profile can be reported, since such data can also in many cases improve our
understanding of the reaction mechanisms and/or the effect of pressure on the
system under investigation. Typical examples were selecied from the literature
during the past 10 years, and in many cases from our own contributions to this
area.
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2. Basic cencepts and experimental technigues

The application of temperature as a physical parameter can lead to the coastruc-
tion of an energy profile in which changes in energy along the reaction coordinate
are considered in order io undesstand the nature of the reaction mechanism. In this
respect, it has especially been the eniropy term, from application of the Eyring
theory, that has been useful in revealing information on ‘order’ in the transition
state. In a similar context, the application of pressure as a physical variabie can lead
{o insight on volume changes associated with the chemical process, as revealed by
the construction of a volume profile (see Fig. 1). This is based on the fundamental
thermodynamic relationship (5G/dFP); =V, from which it can be derived that
(6 In KIéPY,= —AVIRT and (¢ InkjéP), = — AV* [RT, where AV represenis the
reaction volume associated with the overall reaction characterized by the equi-
librium constant K, and A¥™* represents the volume of activation for the reaction
characterized by the rate constant &. Thus AV equals the difference between the
partial molar volumes of the products and the reactants, whereas AV# equals the
difference in partial molar volume between the transition and reactant states. It
follows that the veolume profile represents partial molar volume changes associated
with the chemical process along the reaction coordinate and enables us to visualize
the nature of the transition state in terms of volume changes that occur on either
the reactant or product species during the forward or back reaction, respeciively.

in general, AV* and AV may be considered as the sum of two major compo-
nents: an intrinsic part (AV*,, or AV, ), which represents the change in volume due

mir

to changes in bond lengths and angles, and a solvational part (AVZ,, or A¥,.).

-1

Partial Molar Volume, cm> mol

Reactants ! Transilon State | Products

Reaction Coordinate

Fig. {. Schemalic representation of a volume profile for the reaction A + B — AB in which three possible
locations for the trassition state are indicated {see text).
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which represents the volume changes due to electrostriction and other effects acting
on the surrounding solveat molecules during the activation process and the overall
reaction [1]. It is principally the intrinsic volume of activation AV . that is
considered as the mechanistic indicator in the case of substitution and related
reactions. The mechanistic assignment for processes in which no major solvational
changes occur is, in fact, straightforward, since boad formation should result in a
negative AV, value and bond breakage in a positive one. In recent years a number
of groups have been involved in theoretical calculations in efforts to account for the
experimentally observed volume data. References to these studies are included in
this presentation and reviewed elsewhere [5].

For high pressure kinetic studies in coordination chemistry the pressure range is
usually limited te 300 MPa. Such pressures can significantly effect the value of a
rate or equilibrium constant, which forms the basis of all treaiments of activation
and reaction volume data. i is important to note that very high pressures are not
needed since activation and reaction volumes are determined from the pressure
dependence of rate and equilibrium constants extrapolated to ambient pressure,
Various instruments for the study of slow and fast reactions, including flow systems
and relaxation technigues, have been developed. A detailed discussion on these is
presented in two recent reviews [14,15). The techniques involve stopped flow,
T-jump, P-jump, NMR, ESR, puised-laser and pulse-radiolysis instrumentation.
They cover a kinetic time range from hours and days to nano- and picoseconds. In
general the pressure dependence of rate and equilibrium constiants can be deter-
mined to a high degree of accuracy, and the experimental error limits on reaction
and activation volume data are usuaily only a few cm® mol ="

The impressive progress made in the development of fast reaction techniques and
the handling of oxygen sensitive samples at elevated pressure has stimulated the
progress made in inorganic, organometallic and bicinorganic mechanistic studies,
Volumes of activation exhibit some 1mportant advaniages over eniropies of activa-
tion: they can be determined more accurately; their interpretation is less difficult;
their magnitude can be visualized or estimated with the help of models; and their
values can be correlated with partial molar volumes of reactant and product species
in the ground state to conastruct a reaction volume profile.

The interpretation of the pressure dependence of a rate constant is based on a
simplified version of the transition siate theory, which does not take the dynamics
of the reactant—solvent interaction into account {1-4]. This simplification usually
applies {0 non-diffusion-controlled processes and has been adopted 1a the examples
presented in this account.

3. Ligand substifutien reactions

Ligand substitution reactions of coordination compounds have been the topic of
many mechamstic investigations because of the fundamental importance of such
reactions in chemical and biological processes. For a ligand substitution reaction in
general, there are basically three simple pathways: (i) the dissociative (D} process,
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with an intermediate of lower coordination number, {ii) the associative (A) process,
with an intermediate of higher coordination number, and (iii) the interchange {I)
process, in which no intermediate of lower or higher coordination number is
involved, and in which either bond breakage (/,} or bond formation {J,) is the more
imporiant process. Such bond formation/bond breakage processes should be char-
acierized by specific intrinsic volume changes.

For symmetrical solvent or ligand exchange reactions, the volume of activation
will be a direct measure of the degree of bond formation/bond breakage in the
iransition state, keeping in mind that some exiension or compression of the
non-participating ligand bond lengths occur during such processes. A coatinuous
spectrum of transition states can be envisaged, ranging from a very expanded,
highly dissociative one (large positive AV#), to a very compact, highly associative
one {large negative AV™*). The overall reaction volume AV for such symmetrical
reactions is zero. The experimental data reported for such processes [1,2,4-8)
clearly demonsirate the sensitivity of A¥* towards the size of the metal center and
coordinated ligands (i.e. solvent molecules) which in fact tunes the intimate nature
of the exchange process in terms of the preference for bond formation or bond
breakage processes. (Further details are presented in another contribution in this
issue).

Non-symmetrical ligand substitution reactions are classified along the same lines
as symmetrical solvent/ligand exchange reactions and exhibit pressure dependencies
that correlate closely with those found for solvent exchange processes [1,2,4,5]. The
substitution can be of one ligand for another where neither is the solvent (ligand for
ligand substitution), it can be substituiion where one {or more} ligands attached to
a meial cenier is {are) replaced by one or more solvent molecules (e.g. aquation,
solvolysis, base hydrolysis), or it can be a reaction of a solvated metal ion in which
one or more coordinated solvent molecules are replaced by one or more ligands
{complex-formation or anation}. Thus the producis and the reactants are different,
unlike the case for solvent exchange reactions. In terms of volume changes these
reactions are of considerable interest, since the partial molar volumes of reactants
and products will, in general, differ. Thus, the volume profile will consist of
volumes of activation in both directions, as well as the overall reaction volume. The
latter may be obtained directly or indirectly depending on the kinetic accessibility
and other properties of the system. The partial molar volume of the product(s) can
be greater than both the partial molar volumes of the reactants and transition state,
or smaller than both or intermediate between that of the reactants and transition
state (see Fig. 1). In favorable examples, the volume profile can be developed on an
absolute scale rather than only on a relative volume basis, when direct measure-
ments of partial molar volumes of reactants and products (via density measure-
ments) can be made.

3.1, Thermal ligand substitution reactions

In the case of a nonsymmetrical ligand substitution reaction, the volume profile
reveals the location of the transition siate with respect to the reactant and product
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states, such that A¥V'* can be related to the reaction volume A¥. The formation of
the mono bipyridine complexes of Zn{ll} and Cd(il} aqua ions [16,17] provides
excellent straightforward examples of both size influence on mechanistic determina-
tion and complemenis activation volume and reaction volume measurements. An
wproved access to the coordinated solvent by the ligand in the outer sphere
permits an I, mechanism for formation of Cd(bpy}H,0),” *, a process not possible
in the formation of the analogous Zn{ll} complex, which is formed from a smaller
hexaaqua iog, resulting in an /, mechanism. Fig. 2 displays the volume profiles for
these two complex-formation reactions. The mechanism proposed for the zinc
complex-formation is entirely consisteni with recent calculations for water exchange
on Zn(H,0)* [18]. Density functional theory has been applied successfully to
describe the water exchange mechamism for aquated Zn(Il), Pd(Il) and P¥II)
cations [18,19]. The opiimized transition state structure for the Za(Il) ion clearly
demonstraies the dissociative nature of the process; in no way could a seventh
water molecule be forced to enter the coordination sphere without the simultaneous
dissociation of one of the six coordinated water molecules.

Aquation and solvolysis reactions of octahedral and square-planar complexes, i.e.
the reverse reacuion of the complex-formation discussed above, also exhibit very
charactenstic AV'* values. One of the most exciting examples volves the aquation
of pentaammine complexes of Co(lll} and Cr¢lll), for which controversial argu-
ments have been reported in the literature. A study of a series of aquation reactions
involving neutral leaving ligands, in order to reduce possibie contributions resulting
from changes in electrostriction, revealed A¥* values in good agreement with those
found for the water-exchange processes. The data support the operation of an J,
mechanism in the case of Cr{lil} complexes compared to an f; mechamsm in the
case of Co(lll) complexes [20,21].

Typical dissociatively aciivated substitution reactions of pentacyanoferrate(]I)
and (III) complexes exhibit quite large and positive A¥™ values [11,22-29).
Solvolysis of the pentacyanonitroferrate(Ill) ion has been studied in several sol-
vents, and the rate constanis for displacement of nitrite correlated with the electron
donor ability of the sclventi. It was concluded, based on the values of A¥V* and
other considerations, that the sclvent interacts with the cyanide ligands and an
increase in the electron density on the metal center contributes to nducing a
dissociative mechanism.

A volume profile has been constructed for the aguation and the reverse complex-
formation reaction in the case of amminepentacyanoferrate(1l} (Fig. 3} [29]. The
very similar volumes of activation found for both the forward and reverse reaciions
result from the rather similar partial molar volumes of NH; (24.8 cm® mol ~ ') and
H.O (18.0 cm’ mol ') and the apparent insensitivity of A¥* for a limiting D
mechanism toward the size of the leaving group [5].

The values of AV* for substitution of a range of substituted pyridine ligands and
other leaving group variants from pentacyanoferrate{Il) complex ions by CN ™ in
aqueous solution are all positive and vary little, consistent with a D mechanism,
There are reasonable correlations between the logarithm of the rate constanis and
the pK, values and also the values of AV™* for uncharged leaving groups from this
and other studies [25].
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AV = +3.6 em3mol!

! =+ 7112 04em3mol!

AV = +3.5*0.5cm3mol !

MH,OR' + bpy £<= M 02* L= M{HO)4lbpyi* + 2Hz0
bpy -
A
A
A A

AV° = + 1.4 cm3moi”!

zj\!f -.55¢ 1.0 ecm3mol !

VY 2.6911.2 emPmolt

Fig. 2. Volume profiles for formation and disseciation of M¢H.O),(bpy) ™ complexes; M = Zn, {d
[16,17].
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Fig. 3. Volume peofile for the overall reaction [29]: Fe{CN)NH3~ + H.O = FetCN)H.0"~ + NH,.

Another type of ligand substitution reaction that exhibits an interesting and
remarkable pressure dependence is base-catalyzed aguation {base hydrolysis reac-
tion}). The kinetics and mechanism of base hydrolysis of Co(lll} pentaammine
complexes have fascinated chemists for decades, and have been compared with and
contrasted to those of corresponding reactions of Cr{1Il} complexes. At present, the
AV™® data available for more then 30 different Co(111} complexes vary, depending
on the charge on the leaving ligand, between + 19 and + 43 cm® mol ~! [30,31].
The distinctly positive values can be explained by charge neutralization and release
of a solvent molecule in the pre-equilibrium conjugate base formation siep,
followed by ligand dissociation in the rate limiting step. Although a wide selection
of the non-hydrelyzing ligands was emploved, the resulis indicated a relative
insensitivity to their nature. Volume profiles were developed for these processes.
Overall, the results clearly demonstrate the intrinsic and solvational volume changes
that occur within the proposed S, 1CB mechanism for these reactions.

Base hydrolysis of chromium(l11) pentaammuine cemplexes in which the departing
ligand is Cl—, is also characterized by large positive AV * values [32]. The reaction
volume for the pre-equilibrium conjugate base formation step could be estimated to
be 22 cm® mol !, giving rise 1o AV™® values for the rate determining ligand
substitution step ranging from — 5 to + 13 cm’ mol ~!, signifying a mechanistic
changeover from [, to I, or D throughoui the series for substitution on the
conjugate base species. The outcome of the competition between the Cr—Cl bond
breakage and the addition of solvent is controlled by the nature of the non-substi-
tuting ligands to the extent that when the latter cause steric hindrance, a more
dissociative mechanism is promoied. The results [33] for base hydrolysis of some
halopentaammine and related complexes of Cr{lll), in some of which the aon-hy-
drolyzing ligands are aliphatic amines, alse indicate that an associative interchange
is occurring, underlining the difference from similar reactions for Co(lll)

complexes.
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Solvolysis reactions of diethylentriamine {dien) and substituted dien complexes of
PA(11) exhibit large and negative AV® values in agreement with an associative
mechanism [34]. Intreduction of steric hindrance (Me or Et substituents on the dien
ligand) decreases the sclvolysis rate constants by up to six orders of magmtude, but
does not affect the nature of the substitution mechanism since both AS” and AV'*
remain large and negauive. The nature of the leaving group does affect the value of
A¥V* and may indicate the operation of an I, mechanism [35]. Nevertheless, the
observation that the steric hindrance alone cannot change the nature of the
substitution mechanism for square planar complexes is very significant [36,37]. With
the available AV* for both complex-formanion and reverse aguation reactions of
Pd(11) complexes, it is possible to construct reaction volume profiles for the overall
processes. A few examples are given in Fig. 4, from which it follows that the
transiuon state has a significantly lower pariial molar volume than either the
reactant or product species, demonstrating the associative character of the subsiitu-
tion process even when taking possible electrostriction effects into account [38]

Solvolysis of the Pd(li} complexes of pentamethylated dien and one pyridine
ligand by six different solvents proceeds m each case by an associative process with
no immediately obvious correlation between A¥* and any property of the solvents
[39). The aquation and the reverse process of anation of rac-Pt(R-en}Cl. occur in
iwo sieps each possessing iransition states of smaller volume than either reactant or
product, as illustrated in Fig. 5, with the consequence of an /, mechamsm for both
steps in the forward direction [40,41].

+ Hy0 +H,0
[(PHR,-en){HO)CI™
+ CI7 + ol

(PR, -en)Cly) [PHR,-en)(H,0))"

-1

Y a'c:r'r'n3 mol

=53
XA

R

-2 2‘
4.0 —

-6.6

L4

cl ¥
PR, -eniCl
H,0

o ¥
/P:*(R,~en)(ﬂzo)
H,0

Fig. 5. Volume profile for two steps reversible aquation of [Pt—{R -en)Cl.). First step at 311.3 K. and
secord at 279.0 ¥ [41).
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There are a number of important biological and medical processes in which
ligand substitution reactions on transition metal centers play an important role.
One of these concerns the antitumor activity of platinum complexes, for which it is
generally accepied that substitution reactions involving the metal complexes and
DNA moieties play a key role in such processes [42). In general these substitution
reactions follow an associaiive mechanism and are therefore usually characterized
by markedly negative volumes of activation, i.e. the reactions are accelerated by
pressure. For example, binding of ligands such as inosine and inosine monophos-
phate to Pd(1]} centers in which three coordination sites are non-substituting cccurs
by an associative mode of activation [43]. When the non-substituting ligands on
Pd(ll} ions are ethylenediamine {en} and Et,en, each of the observed kinetic
processes depends on the nucleoside conceniration [44]. The binding and dissocia-
tion {aquation) of the nucleosides occur associatively,

A further example concerns the substitution reactions of cobalamins {vitamin
B,.), which have atiracted considerable atlention from kineticists. In these systems
the usually kineticaily inert Co{III) ion is labilized considerably by the corrin ring,
and there has been some disagreement in the literature concerning the mechanism
of these subsutution reactions. The volume of activation data available for com-
plex-formation and reverse aquation reactions of the type:

B,»-H,O0" + L"~«B,-L"' ="~ + H.O (h

are all in support of a dissociative ([,) substitution mechanism [45-50]. For the
reaction of B,,—-H,0 - with pyridine, the observed rate constants reached a limiting
value at high ligand concentrations. This 15 due to a precursor-formation step
preceding the disscciative interchange step. The nonlinear conceniration depen-
dence enabled a kinetic separation of the precursor-formation constant and the
rate-determiming inierchange rate constant to be made, such that a detailed volume
profile for the overall process could be drawn {see Fig. 6). The volume profile
clearly illustrates the dissociative character of the transition state.

Recenily, evidence was reporied for the unexpected associative displacement of
adenosyl by cyanide in coenzyme B, {51]. This evidence included, in addition to
other kinetic observations, 2 AV®™ value of ~10.0+04 cm® mol-'. Various
possible reaction mechanisms were suggested to account for the associative nature
of the process.

3.2, Labilization effects in thermal substitution reactions

In recent years an interest in tuning the substitution lability of metal complexes
via a systematic variation of the steric and electronic properties of the coordinated
spectator ligands has developed. Such variations can cause a drastic change in
lability of the exchangable ligand and the [undamental question is whether or not
this is accompanied by a gradual changeover in the mechanism of the substitution
reaction.

The mechanistic understanding of solvent exchange reactions has reached the
point where specific labihization effects can be studied in a systematic way. In this
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Fig. 6. Yolume profile for the reaction (47.49]: B|.-H,O* +py = B,-py* + H.O.

respect it is appropriate to refer to sigmficant frans-labilization caused by the
deprotonation of a coordinated water molecule. In the case of hexaaqua complexes
of Fe(iil), RK(IIl} and Ir(1li}, such deprotonation can cause an increase in the
water exchange rate of between 700 and 20000 times at 298 K [52]. This labilization
is also accompanied by a changeover in mechanism from a more associative
interchange mechanism for hexaaqua complex ions to a more dissociative inter-
change mechanism for the pentaaquamonohydroxo complex ions. As a result of
rapid proton exchange, labilization by coordinated hydroxide is not site specific,
with the result that all five coordinated water molecules are labilized to the same
extent. Recent studies [53) on the effect of pressure on the water exchange reaction
of the dihydroxo bridged Rh(Ill} dimer demonstrated ithat coordinated water
molecules located efs and rrans to the hydroxo bndging ligands exhibit different
chemical shifts, and exchange significantly faster with the bulk solvent than with the
bridging hydroxo groups. Surprisingly, these water molecules exchange at a rather
similar rate {ca. 10" faster than water exchange on the hexaaquarhodium(III)
moncmer, but c¢a. 10° slower than exchange on the pentaaguamonchydroxo
monomer). The estimated volumes of activation were found to be between + 9 and
+ 10 cm® mol ~ !, which is a clear indication for a dissociative exchange mechanism.
The surprising similarity in the exchange rates of the cis and #trans water molecules
becomes quite understandable in terms of a limiting dissociative mechanism [53).

Phosphite ligands such as P(OEt), are known to labilize the #rans position.
Detailed kinetic studies were performed on complex-formation and the reverse
aquation reactions for complexes of the type trans-[Ru{NH,),{P(OE),}{H,0)]'*
for a range of organic and inorganic entering ligands in agueous solution [34].
Based on the volume of activation data and the constructed volume profiles (see
Fig. 7), a dissociative inierchange mechanism was proposed, e.g. the data suggested
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that bond breaking is more important than bond making in the transition state,
independent of the nature of the entering ligand, viz. nucleophile or electrophile.

Gther examples of large labilization effects include the troduction of metal—
carbon bonds on traditionally inert metal centers such as CofIll), Rh{iIl), and
Ir{111). For instance, the presence of Cp* in the complexes M(Cp*{H,0),"*
(M == Rh(I1I} and Ir{(111}} causes an increase in the solvent exchange rate constant
of 10" as compared to the hexaaqua species [55]. The volumes of activation
support the operation of a dissociative interchange mechanism in both cases. In the
case of the CotNH,),CH,** complex, the strong frans labilization caused by the
metal-carbon bond does noi only show up in the ground state structure [56], but
also causes this complex to become exiremely labile. The substituiion reaction is
characterized by a large and positive volume of activation, suggesting a limiting
dissociative mechanism [37]. The iatroduction of carbon bonded alkyls on rho-
doximes alsc causes a drastic increase in the lability of the trans position. The
nature of the organic ligand not only conirols the rate of the substitution process,
but also the nature of the mechanism. Based on the reported volumes of activation
[58], it could be concluded that CH, induces a fast substitution process that foliows
a dissoclative interchasge mechamsm, whereas for the weaker CH.CF, donor
group, the substitution reaction is significantly slower and foliows an associative
interchange mechanism. A typical volume profile consiructed for the reversible
binding of 10dide in the case of the methyl complex 1s shown in Fig. 8. Interestingly
enocugh, whether the organic group was varied or not for a given nucleophile, all

~ gyr ] & isn ] #
~ L Rl
£ OHE’ OHE
"
“ 20 | tes
w | Fv -5+ pyr Ry - OH, + isn
&
pu ]
3
i +7.6
L
=] -57
"‘6 +1i0.4
g "y
‘B i Ru- 150 & OHe
5
o
Ru -~ pyr + OH,

Reaction Coordincte

Fig. 7. Volume profiles for the reaction [54] troas-[Ru(NH,), {POEGHH.ON " + Leotrans-
[RufNH ) {POELE * + H.O, where L = pyrazine {left) or isonicotinamide {right). The metal com-
plexes are shown in abbreviated forms.
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reactions studied were characierized by moderately negative entropies of activation,
which by conirast demonsiraies the mechanistic discrimination power of pressure
versus temperature as a physical variable.

The mtroduction of metal-carbon bonds in square-planar complexes has also
resulied in significant labilization effecis. The basic question dealt with, was the
possibility to find evidence for a changeover in the substitution mechanism of such
systems. In general d* systems follow an associative substitution mechanism, but
specific labilization effecis may induce a dissociative substitution mode. The intro-
duction of a single metal-carbon bond in benzylamine complexes of the type
PYC-N.NJH.O* and Pt{N-C-NH.O " [59,60), caused an increase in lability of
the coordinated water molecule by a facior of 10 in comparison to a complex of
the type PYUN-N-N)H,0" . However, the activation volumes clearly indicated
that the substitution reactions still follow an associative mechanism. A typical
volume profile for one of the systems 1s reported in Fig. 9. The increase n lability
in these complexes was accounted for in terms of an increase in the electrophilicity
of the metal center due to back bonding effects with the in plane benzyl chelate. It
is clear from a comparison with other literature data [37,61] that more than one
metal-carbon bond is required in order to cause a changeover to a dissociative
substitution mode. There are a number of papers dealing with substitution reactions
of Pi1I} complexes containing two metal-carbon o-bonds in the cis-arrangement.
As o-donors C H;, 4-MeC H,, C,F, and CH, were used, and dmso and different
thicethers were the labile leaving groups [62-64]. For all systems parallel associa-
tive and dissociative reaction paths were observed. Evidence for the occurrence of
the unusual dissociative reaction mode in such systems was obtained from positive
AV* values reported for the investigated reactions [64].
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Solvent exchange and ligand substitution reactions can be drastically affected by
the influence of chelating ligands. For instance, solvent exchange on Fe(H.0), "
occurs at a rate of 2 x 10° s~ ! at 298 K and is characterized by an activation
volume of — 5.4 cm® mol ~ ', typical for an associative interchange mechanism [65).
Introduction of hexadentate chelating ligands such as ethylendiamineteiraacetate,
cyclohexyldiamineietraacetate and phenylenediaminetetraacetate to produce seven-
coordinate complexes of the type Fe"{L}H-O ~, results in solvent exchange rates of
ca. 107 s~" at 298 K (i.c. an acceleration of 10%) and volumes of activation of
between + 3.2 and +4.6 cm® mol~', which are typical for a dissociative inter-
change process [66.67]. Thus the increase in lability is once again accompanied by
a changeover in the nature of the ligand subsiitution mechanism. In the case of
substiiution reactions on Ru(lll), the lability of the hexaaqua complex can be
increased by up to six orders of magnitude by iniroducing a chelating ligand such
as ethylendiaminetetraacetate {edta) into the coordmation sphere [68,69]. A series of
ligands have been chosen for displacing the water in both Rufedtaj{H.O)~ and
Ru(hedta)(H,0) . The markedly rapid substitution in the former case was sug-
gested to be due to distortion of metal-ligand bonds and labilization of the
coordinated water molecule arising from H-bonding beiween the free carboxylate
and the coordinated water. Both sets of reactions proceed by an asscciatively
activated substitution process based on the interpretation of the activation volumes
data [68-70].

Introduction of a multidentate ligand into the coordination sphere of an aguated
metal ion can also cause a change in coordination geometry accompanied by a
drastic decrease in lability. One such example invelved ligand substitution reactions
on Cu(Il}. The extremely rapid dissociative solvent exchange on Cu(H.O)," ~ [71]is
slowed down by three orders of magnitude for the trigonal bipyramidal
Cu(tren)H.O" * ion, where tren = 2,2',2"-triaminotriethylamine. The complex-for-
mation reaction of the five coordinate Cu(tren)H.O"~ with neutral nuclecphiles
involves no change in charge, so the reporied activation and reaction volumes are
mainly due to intrinsic volume changes associated with the ligand substitution
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process [72]. Typical values for A¥* are between — 7 and — 10 cm® mol ~! for the
displacement of water by the entering nucleophile, and between — 5 and — 9 em’
mol ~' for the reverse aquation reactions. The volume profile m Fig. 10 clearly
demonstrates the compaci nature of the transition state compared to that of either
the reactant or product states. By way of comparison, AV* for selvent exchange
on Cu(trea)H,0%* has a value of —4.7+0.2 ¢m’ mol ', which clearly demon-
strates the common mechanism 1n operation during seilvent exchange and ligand
substitution reactions. In terms of the ligand substitution mechanism, this volume
collapse is characteristic for an associative interchange ([} mechanism. In general,
octahedral Cu(Il} complexes undergo a very fast dissociative interchange (/) ligand
substitution mechanism characterized by a positive volume of activation [71]. The
significant changeover in mechanism observed for the Cu(tren)H,O** complex [72]
is related to its unique trigonal bipyramidal structure, which eliminates the Jahn-
Teller distortion and results in a significantiy slower associative substitution reac-
tion. Such results clearly demonstrate the ability of volume profile analyses to
discriminate between thermal ligand substitution mechanisms. Further modification
of the tren ligand to Mejtren and Megtren drastically affects the coordination
geometry as well as the lability of the complexes [73,74]. Ligand substitution
reactions of Cu(Metren)H,0?* are characterized by less negative volumes of
activation than in the case of Cu(iren)H,O%~, but these are still in line with an [,
substitution mechanism.

3.3, Photochemical and photoinduced ligand substitution

Ligand photosubstitution reactions are the most widely studied photoreactions of
metal complexes. The first quantitative studies of pressure effects on such reactions
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were performed for a series of Cr{NH,);X“ ~™* complexes [75], for which ii was
postulated that exchange of X"~ or NH, occur via different excited states. The
pressure dependence of these reactions resulied in significantly negative apparent
AV?* values for both aguaiion of NH, and aguation of X" ~. Since litile was known
about the pressure dependence of the other deactivation processes, it was assumed
that these apparent values represent those for the primary photoreactions. Accord-
ingly, the data were interpreted n terms of an associative (most probably I}
substitution process. The more negative values found for the aquation of X"~ as
compared to NH, were ascribed to solvational contributions originating from
charge creation fi.e. electrostriction) in the transition state. A more receat detailed
reanalysis of the data [76] also supported the mechanistic conclusions in terms of an
associative nature of the substitution process,

Significantly more progress has been made in the study of photosolvolysis
reactions of Rh(III} ammine complexes [77,78]. For complexes of the type
Rh(NH,);X"" ="'+ the photosubstitution of X" = or NH; for solvent molecules can
occur, It was generally found that the two photolysis reactions exhibit opposite
pressure effects. Similarly, the pressure dependence of the excited-state lifetime,
measured by pulsed laser techniques, aiso exhibited different trends depending on
the major photochemical reaction observed. Throughout the series of complexes,
solvolysis of NH, is accompanied by a positive AV'® value, whereas the solvolysis
of X"~ exhibits negative values. Both these values can be interpreted in a
qualitative way in terms of a dissociative mechanism. The substantial difference in
AV*(k,) for the halide and ammine labilizations can be ascribed to a negative
contribution from A¥V¥, due to charge creation when the halide dissociates from
the dipositive complex to form a tripositive cation and X" ° . No appreciable charge
creation is expected for the dissociation of NH.. This difference also shows up in
the overall AV for the ground-state ligand substitution process of + 3.9 and —17.8
cm® mol =, respectively, in the case of the Rh(NH,}:Cl>~ complex [77), demon-
strating the important contribution of charge creation when the leaving group is
anionic.

In systems like those discussed above, the interpretation of the data is sometimes
complicated by solvational contributions that play a roie when net charge creation
or neutralization is involved during the substituiion process. Therefore, in more
recent studies the pressure dependence of some typical organometallic photosubsti-
tution reactions including low valence metal centers and neuiral ligands were
investigated. A series of photosubstitution reactions of the type:

M(CO), + L 5 M(CO)L + CO 2)
(M = Cr, Mo, W; L = ¢ donor ligand)

were studied as a function of pressure for various L and solvents [79]. For all
reactions investigaied the photosubstitution quantum yield decreased with increas-
ing pressure and resuited in significantly positive volumes of activation. Under the
assumption that nonradiative deactivation is relatively independent of pressure, the
apparent positive volumes of activation fit well into the picture of a dissociative
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mechanism, i.e. release of CO. This dissociation leads io a trigonal bipyramidal
M({CQ), fragment that can either recombine with CO, be trapped by a solvent
molecule or bind to L. The difference in the pressure dependence for the recombi-
nation with CO or combination with L can be used to account for the observed
activation volumes.

Numerous data [80-82] are now available for the photosubstitution reactions of
the type:

M(CO),(phen) + L 2 fac-M{(CO),(phen)L + CO (3)
(M =Cr, Mo, W; L = PMe,, PEt,)

There has been some controversy in the literature concerning the nature of the
photo-substitution mechanism originating from the lower lying MLCT state. On
the one hand it was assumed that the observed photo-substitution proceeds
dissociatively from the LF excited state, i.e. MLCT excitation is followed by
thermal back populaticn of the LF state. On the other hand it was argued that the
MLCT states themselves are photoactive and could in principle underge an
associative substitution reaction. In order to resolve this apparent discrepancy, the
effect of pressure on the above reaction as a function of irradiation wavelength, i.e.
LF and MLCT excitation, was studied [80—84]. The first results for L. = PEt, clearly
suggested an associative substitution mechanism for the Mo and W complexes
when irradiated directly mto the MLCT bands. This was indicated by negative
AV* values for 546 nm irradiation, in comtrast to positive A¥'” values for ligand
substitution when LF bands were excited with 366 nm hight. In the case of the
smaller Cr complex, MLCT excitation stilt gave a small positive value of AV*
indicative of a dissociative mechamism. The associative character of the MLCT
states could be accounted for in terms of pariial transfer of eleciron density from
the metal to the phen ligand, by which the metal became more electrophilic and
could undergo nucleophilic attack by the eniering ligand. More recently, in a series
of studies [82—84] there was a systematic investigation of the influence of the metal
center, entering nucleophile, and irradiation wavelength as a function of pressure
for various M (M =Cr, Mo, W) and PR, (R = Me, Bu”, Ph). The competition
between dissociative LF and associative MLCT ligand substitution could be tuned
by selecting the appropriate metal, entering ligand, ligand concentration and
pressure. The typical resuits displayed in Fig. 11 show how an increase in irradia-
tion wavelength from LF to MLCT excitation results i a changeover in the effeci
of pressure on ¢, viz. a decrease in ¢ with increasing pressure for weradiation at 313
and 366 nm, compared to an increase in ¢ with increasing pressure for irradiation
at 436-546 nm. The resuits showed that the size of the metal center and the
entering nucleophile determine the irradiation wavelength at which 2 mechanistic
changeover occurs, The bulkier the entering nucleophile, the more difficuit it is to
observe an associative mechanism resulting from MLCT excitation.

A number of other tvpes of photochemical reactions involving organometallic
systems have recently been studied as a function of pressure in efforts to gain more
insight into the details of the underlying reaciion mechanisims. These include
carbonylation and metal-metal bond homolysis reactions [85,86).
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Flash photolysis techniques have in general been adopted with success 1o study
thermal substitution and electron-transfer processes of reactive miermediates. In
these systems one deals with pressure effects on subsequent thermal reactions that
occur with unstable species generaied in solution photochemically that have rele-
vance for instance in catalytic and biological processes. The nierpretation of AV*
data and volume profiles is more straightforward than in the case of the photo-
chemical processes itself, since we are dealing with reaction rate constants deter-
mined directly and the associated pressure dependence of these, without the added
complications of competing photophysical decays. For example, flash photolysis
has been adopted to study the substitution behavior of reactive intermediates in
organometallic chemistry. [rradiation of M{(CO), (M = Cr, Mo, W) in a coordinat-
ing solvent {S) produces mtermediates of the type M{CO):S [87,88], which can
undergo rapid solvent displacement by a nucleophile (L) to produce M(CO);L as
shown in Eq. (4).

M(CO), + S+ hr—>M(CO)S+ L, fast {4)
M(CO)YLS + L= M(CO)L + 5, slow

The effect of pressure on such substitution reactions has been studied for a series
of M, S, and L. The results {Table 1) demonstrate the roles played by the size of
the metal center (M), the bulkiness of the ligand {L), and the coordination ability
of the solvent {8). The data exhibit a trend to more negative (less positive} AV™
values for larger metal centers [87,88].
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Fig. 11. Plot of naturai logarithm of the quantum yield versus pressure at different excitation

wavelengths for the reaction [84: M(CO),(phen) + PR, — fac-M{CON(PR,)pher} + CO: (M = Mo,
R =Bu".
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Table ]
Summary of AP* data for solvent displacement reactions of the type: M{TORS+L - M{CORL+S
S L A¥* {omtmol )

M=Cr M =Ma M=W
Filuorobenzene 1-Hexene +944+0.7 +58+08 +254+02
Toluene +i108 + 0.7 +32+03
Benzene +16.9+ 10
Chiorobenzene +544+04 +32+83 +04+03
n-Heptane +6.2+02 +22403 +27+04
Fluorobenzene Piperidine +61 £0.3
Toluerne +45+14
Benzene +424+03
Chlorobenzene +02+G2
n-Heptane +14+034

When the attacking nucleophile is a bidentate ligand, flash photolysis of M(CO},
resulis in the reaction sequence outlmed 1n Eq. (3), in which ring closure involves
€O displacement:

M(CO), + hr = M(CO), + CO (5)
M(CO); + S —» M(CO).S, fast

M(CO)S + N-N->M(CO}N-N+8, &,

M(CO);N-N - M(CO}(N~N) + CO, &,

Table 2
Summary of AV* data for the ring-closure step in Eqg. (5)

M Solvent N-N*  f.at25°Cs ' AHT AS” AV~

tkimol™") K 'mel ") tem” mol )

Cr Toluene en 16x10°° 5745 —145 4+ 17 —1S+1i5
Toluene dabR, 1.5=10 * 81+ 2 —474+7 +17.24 010
Fluorocbenzene  phen 26 5242 —42 46 +624+05

Mo Toluene en 30x16°° 7+7 -92 +22 —54+08
Toluene dabR., 1ixI18-° T8+5 —40 17 —95+04
Fluorobenzene  phen Lixig? 47+ 2 ~9+7 -29+4.?

W Toluene en 30x 0" 5442 —172+ 16 —i23+41.4
Toluene dabR.  29x10 ° 8348 —534+26 —137413
Toluene bpy 8Ox 10" 58412 —74 17 —109+ 1.1
Fluorobenzene  phen 43187 3142 —334+5 —-82+402

* Abbreviations: en, ethylenediamine: dabR.. (4-ditsopropyl-1.4-diazebutadiene. bpy., bipyridine;
phen. 1,10-phenanthroline.
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Tabte 3
Activation volumes for chelate ring closure in M{CO};L complexes in toluene (M = Mo, W)

L M AV® fem* mol N
bpy Mo —-39+06

W —109+ 1.1
dmbpy Mo —-56404

W —-84+10
dpbpy Mo 54+058

W —-644+96
dbubpy Mo 62+ 1.0

W —4.5+402

* Abbreviations: bpy, 2.2-bipyridine; dmbpy, 4.4-dimethyl-2,.2"-bipyridine; dpbpy, 4.4"-diphenyi-2,2"-
bipyridine; dbubpy. 4.4 -di-terr-butyl-2 2'-bipyridine.

Typical data for a series of ring-closure reactions are suramarized in Table 2,
from which it follows that the nature of the metal center and the bulkiness of N-N
control the inumaie nature of the CO displacement mechanism {89). The larger
metal centers (Mo, W) tend to exhibit significantly negative AV'™® values suggesting
ring closure in an associative reaction mode. The smaller Cr center must lose CO
prior to ring closure since only in the absence of steric hindrance on the entering
ligand, as in the case of ethylenediamine, does an associative ring-closure occur.

More recently, systematic studies of the effect of bulky subsiituents on bpy and
phen ligands, as well as the influence of the solvent on nag-closure reactions of
M{CO);N-N (M = Mo and W) were underiaken [90,91]. The results {for a series of
bipyridine ligands (see Table 3} clearly indicate a change in AV* from small
negative to small positive values on increasing the sieric hindrance on the Mo
complex. This observation can be ascribed to a gradual change in mechamsm {rom
I, to I, on increasing steric hindrance of the ligand. A similar trend is observed for
the W complexes, although the overall AV* value remains negative throughout the
series of ligands. In this case, the values suggest that ring closuse remains associa-
tive, although a gradual change from limiting associative (A) to an iaterchange
associative {/} mechanism may occur on increasing the steric hindrance. Through-
out the series of complexes the AV* values are more negative for W than for Mo,
which indicates that the W metal center has a greater ability to undergo bond
formation with the ring-opened chelate.

Activation volumes have also been measured for the above reactions in superciit-
ical fluids and found to be as large as +7 | mol~' under conditions near the
critical point in supercritical ethane and €O, [90,92]. The results were interpreted as
evidence for a large repulsive contribution to the activaiion volume associated with
the dissociation of CO during the ring-closure reaction.
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3.4. Radiation-induced ligand substitution

The mechanism of inorganic and organometallic free radical reactions, such as
the formation of metal-carbon o bonds, can conveniently be studied by using
pulse-radiolysis techniques. Such processes are closely related to substitution reac-
tions, although they usually involve a formal change in the oxidation state of the
metai center due to the covalent nature of the metal-carbon o boad.

Application of high pressure pulse-radiolysis technigues has made possible the
construction of volume profiles for the formation and dissociation of metal—carbon
o bonds. In the first such siudy, it could be shown that the formation of a
cobalt—carbon bond is assisted by pressure in the reaction of Co'(ata}H.O)-™ with
*CH, to produce Co!'"(nta}H,O0)CH,)~ [93]. This is due to an overall reaction
volume of — 164+ 1.6 cm® mol ~' (determined from the pressure dependence of
the equilibnum constant) which resuits from a small positive volume of activation
for the forward bond formation process and a large positive volume of activation
for the reverse homelysis reaction. The volume profile in Fig. 12 clearly indicates
the ligher partial molar volume of the transition state and underlines the operation
of a dissociative mechanism for the entrance of the radical into the coordination
sphere of the Cofll) complex. In faci, the small positive A¥'* for the cobali—carbon
bond formation reaction suggests that the process follows an f, mechanism and is
presumably conirolled by solvent exchange on Cointa)(H.0); . The significantly
larger volume of activation for the reverse homolysis reaction is partly ascribed to
desolvation of the aliphatic free radicals formed during the reaction.

Similar results were reported [94] for the formation of complexes of the type
Cr(H,0)R*~ in which 'R is an aliphatic radical that forms a metal-carbon o
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bond with €r* . This reaction was studied for ten different radicals, and the
reactions all exhibit a small positive volume of activation with an average value of
+4.34+ 1.0 cm® mol ', independent of the nature of R. This constant value and
the fact that the bond formation rate constanis are all very similar and close to that
for the water exchange process on Cr(H,0},” ~, suggests that the complex-forma-
tion reaction s controlled by an I, ligand exchange mechanism. The dissociative
nature of the ligand exchange process is presumably enhanced by Jahn—Teller
distortion in Cr(H,0),”*, similar io that reporied for Cu(H.0),” " [95].

Pulse radiclysis studies of the oxidation of Cu(ll) complexes by *“OH radicals
have shown that transient Cu(ilI} complexes are formed. The effect of pressure on
the formation of the various Cu{lil} complexes has been studied in order to assist
the elucidation of the underlying reaction mechanism. The reaction between "OH
radicals and [Cu'{P,0,),(H,0).]" - resulted in the formation of a Cu(Ill) complex
[96]. No reaction is observed with N," or Br,” whereas SO; * initiates the same steps
as seen with "OH. This suggesis that the mechanism probably involves a ligand
inierchange or H™ atom abstraction process. The Cu(1l1} complex undergoes a rapid
first-order reaction, probably loss of the P.(3 - chelate, followed by addition of
OH ™ 1o yield a Cu(lll) complex that is predominantly hydroxylated and has a
relatively long half life. Strong support for this mechanism comes from the very
small activation volume found for the first step. The value of — 1.8 +0.7 cm®
mol~' is in close agreement with that found for the reactions of Cu®*{aq) with
"OH radicals {97]. Furthermore, it was receatly reported thai electron-transfer
reactions between metal ions and radicals that are not diffusion controlled, exhibit
pressure dependencies that support a ligand-substitution controlled process [98].
The slightly negative velume of activation found for the reaction of
[Cu'{P.0;).(H.0),]"~ with *OH can therefore be interpreted as evidence for a pure
interchange {f) or ap associative interchange (f,) mechanism that controls the
interaction between these two species.

4. Electron-transfer reactions

Significant progress has been made in the application of high pressure thermody-
namic and kinetic technigues to the study of inorganic and bicinorganic electron-
transfer reactions during the last 10 years. Especially in the case of self-exchange
reactions, which represent the simplest symmetrical electron-transfer process, it has
been possible to account for the observed pressure effects i terms of the Marcus-
Hush theory. In the case of nonsymmetrical electron-transfer reactions, the volume
changes are primarily due to solvent reorganization from changes in electrostriction
associated with the eleciron-transfer process.

Symmetrical self-exchange reactions are the simplest kind of electron-transfer
process, since there is no net chemical reaction and no reaction volume, and
therefore in principle the mechanistic interpretation of activation volume data, as in
the case of solvent exchange reactions, is relatively straightforward. One of the first
mieresiing observations was that the activation volume for seli-exchange on
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Fe(H.O),'* *~ is ca. 12 cm® mol ~' more negative than that for self-exchange on
Fe{H,O}OH"* /Fe{H,0},” * [99). The difference could be explained in terms of the
operation of an ouier-sphere mechanism in the former process and an inner-sphere
mechanism in the laiter case, since the formation of a hydroxo bridged species will
be accompanied by the release of a solvent molecuie, i.c. a markedly more positive
activation velume.

Another interesting example mvolves the seif-exchange reaction between MnO;
and MnO,”~ for which AV” has a value of — 21 cm® mol ' [100]. This reaction
1s catalyzed by counter ions such as Na ' and K = and the catalysis manifests itsell
in very different A¥* vatues. The same group [101] has studied an extensive series
of seif-exchange reactions and found a good correlation between experimential and
theoretically calcutated values. In general, solvent reorganization accounts for the
largest contribution towards the observed activation volume, which has in many
cases a negative value. In some cases, viz. Cofen),’* 27 and Co{phen),"* *~ the
theoretical volume of activation was found to be significantly larger than the
experimenial value, which was ascribed to the participation of high-spin io low-spin
changeover associated with the electron-transfer process. More recently, the group
demonstrated that veiumes of activation for homogeneous seli-exchange reactions
can be obtained from volumes of activation for heterogeneous self-exchange
reactions on the surface of an elecirode [102]. A detailed account on electrode
reactions of metal complexes in solution at high pressures is included in this 1ssue

[103].
4.1. Non-symmetrical electron-transfer reactions

One objective of many mechanistic studies dealing with inorganic electron-trans-
fer reactions has been to distinguish between ocuter-sphere and inner-sphere mecha-
nisms. High pressure kinetic methods and analysis of reaction volume profiles have
been employed to provide a betier understanding of the intimate mechanism
involved in such processes. The differentiation between outer-sphere and inner-
sphere mechanisms depends on the nature of the precursor species, Ox//Red in the
following scheme, which can either be an ion pair or encounter complex, or a
bridged iniermediate, respectively.

Ox + Red = Ox//Red, K (6)
Ox//Red - Ox ~}/Red ™, kgy
Ox~//[Red™ = Ox~ + Red”

This means that the coordination sphere of the reactants remains intact in the
former case and is modified by ligand substitution in the iatter, which will naturally
affect the associated volume changes.

A difficulty encountered in many cases in kinetic studies of outer-sphere electron-
transfer processes concerns ihe separate determination of the precursor formation
constant {K) and the electron transfer rate constant {k.y) (in the scheme outlined
above), from an empirically deiermined composite parameter. In the majority of
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cases, precursor formation is a diffusion controlled step, followed by rate-determin-
ing electron transfer. In the presence of an excess of Red, the rate expression is
given by:

koo = kerK[Red]/(1 + K[Red]) &)

In many cases K is small, such that this equation simplifies to &, = AgrK[Red),
which means that the observed second-order rate constant and the associated
activation parameters are composite quantities, viz. AV* = AV* (k) + AV{K).
When K is large enough such that 1 + K[Red] > 1, it is possible to separate kgy and
K kinetically and alsc the associated activation parameters, vz. AV ™ {kz7) and
A¥F(K).

A series of reactions were siudied where 1t was possible to resolve K and &gy, and
thereby AV(K) and AV* (k). In this case, oppositely charged reaction partners
were selected as indicated in the following general scheme:

Co(NH,) X3~ "+ + FefCN)¢ ~ ={Co{NH,):X* "= -Fe(CN),*~}, K (8)
[Co{NH, };X* "+ Fe(CN),* "1-Co™* + 5NH; + X"~ + Fe(CN}),* ~. kg
X"_ = HEO, ME:SO. py, Cl_, Nj

The data [104] indicated that ion pair formation is accompanied by close to zero
AV values. This is rather surprising, since it is generally accepied that ion-pair
formation should involve considerable charge neutralization accompanied by strong
desolvation due to a decrease in electrosiriction. Values of AV therefore indicate
that the reaction partners mosi probably exist as solvent-separated ion-pairs, l.e.
with no significant charge neutralization accompanied by desolvation. It 1s evident
that the electron transfer steps exhibit a strong pressure deceleration, with most
sysiems having AV * values of between + 25 and + 34 cm® mol" '. These values
indicate that electron transfer is accompanied by extensive desolvation, most
probably related to charge neuiralization associated with the electron-transfer
process. A simplified model based on partial molar velume data, in which eleciron
transfer occurs within the precursor ion-pair [Co{NH, ) X3 ="'+ - Fe(CN),* ~}, lead-
ing to the successor ion-pair [Co{NH,)X!? ~*+ - Fe{CN),* 7], predicts an overall
volume increase of ca. 65 cm® mol ~'. This means that according to the AV* values
mentioned above, the transition state for the electron-transfer process lies approxi-
mately halfway between the reactani and product states on a volume basis for the
precursor and successor ion-pairs. The largest volume coatribution arises from the
oxidation of Fe(CN).* ~ to Fe(CN},' ~, which is accompanied by a large decrease
in electrostriction and an increase in partial molar volume of ca. 40 cm’ mol =
[1,105]. Theoretical calculations also confirmed that the iransition state for these
reactions lies approximately halfway along the reaction coordinaie on a volume
basis [106]. This first information on the nature of the volume profile for an
outer-sphere electron-iransfer reaction proved to be in good agreement with the
results reported subsequently for systems with a low driving force in which it was
possible to construct a complete volume profile by studying the effect of pressure on
both the forward and the reverse reactions, as well as on the overall equilibrium
constaat.
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More recently outer-sphere redox reactions between [Co(N):H.O)'*/
[Co{N);OHF - ({N), = tetraazacycloamine ligands) and Fe(CN),*~ have been stud-
ted as a function of (N)., temperature and pressure 1n order to establish possible
correlations between, on the one hand, the size, geometry and charge of the
cobalii{lIl) complex and on the other hand, the outer-sphere {ormation constant,
the electron transfer rate consiant, and thermal and pressure activation parameters
[107). The values obtained indicate that outer-sphere formation consianis are,
within the experimental error, the same for all the systems studied. The ¢lectron
transfer rate constants for the [Co{N):H,O)' * complexes increase on increasing the
size of the macrocyclic ligand independently of its ¢is or trans geometry. For the
[Co{N):OHF = compiexes, the same trend is observed but the differences are
smaller. The thermal and pressure activation parameters are those expecied for
these types of reactions and are interpreted in view of combined effects of
electrostaiic and hydrogen bondiag interactions. All the AV* values are very
positive and arise from changes in electrostriction associated with charge neutraliza-
tion (especially Fe{CN),*~ to Fe(CN),' } and a volume increase on reduction of
Co(lll} to Cotll). For all the sysiems studied, the value of A¥* obtamed for the
hydroxe complex is consistently lower than that of its agua counterpart. The lower
activation votume values found for the hydroxo systems have to be related to the
absence of contributions arising from the reduction of Cotlll) to Colll}, both due
to charge differences {(absence of a 3 + cation} and bond distances {shorter Co-O
bond), that is the increased compactness of the L cage.

Recent conventional and high pressure nvestigations on the intermclecular
electron-transfer reaction between mvoglobin and hexacyanoferrate{lll) have
shown that both oxy- and decxymyoglobin are redox active species [108]. The rate
and activation parameters underline the operation of an outer-sphere mechanism
for both systems. Precursor formation is accompanied by sigmficant desolvation,
especially around the [Fe{CN)J'~ moiety. The strongly negative A¥* (k) value
found for the reaction with oxymyoglobin partially results from a large volume
decrease due to the reduction of [Fe{CN }(,]3 ~ to [Fe{CN),J’ ~ accompanied by some
volume increase due to the release of dioxygen.

Data are also available for the reduction of Fe(CNLL"~ {(where L=CN",
NO; ), RufCN).'~ and aquaied Fetill), by ascorbic acid and ascorbate ions
[106,109—111]). The penta-, and hexacyano complexes all exhibit a sirongly negative
volume of activation that results mainly from the increase in electrostriction due to
the reduction of MICNY.L”~ {M = Fe, Ru). la the case of aquated Fe{lil} species,
the activation volumes are significantly positive; these have been ascribed to an
outer-sphere electron-transfer reaction in the case of Fe(H.0), ", but fo an
inner-sphere reaction in the case of the more labile Fe(H,0),OH" " complex [106].

The interpretation of volume changes associated with electron-iransfer reactions
has benefited considerably from work on high pressure electrochemistry performed
by Tregloan and coworkers [105,112]. They systematically investigated the effect of
pressure on the redox potentials of a series of transition metal complexes, and from
the associated reaction volumes for the redox couples could distinguish between
inirinsic and solvational volume coniributions in such reactions.
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There is much interest in the oxidation of polyaminocarhoxylate complexes of
Fe(TT} by moelecular oxygen and hydrogen peroxide mainly due to the fundamental
maportance of such reactions in biochemical processes, such as the cleavage of
DNA, the decomposition of H,O., and the dismutation of superoxide. All oxida-
tion reactions of chelated Fe(ll) complexes studied as vyet, are found to be
accelerated by pressure and accompanied by significantly negative volumes of
activation [113]. These can be ascribed to the bonding of dioxygen that is accompa-
nied by the oxidation of Fe{ll) to Fe(Ill) and the reduction of dioxygen to
supcroxide and peroxide 1ons, processes that are all expected to lead to a decrease
in pariial molar volume, In a recent reinvestipation of the Fe''{edta) oxidation
reaction it was possible to resolve the different reaction steps thai form part of the
oxidation process, and to assign the negative volumes of activation in 2 more
detailed way [114,115].

4.2. Long-distance electron-transfer reactions

A challenging question concerns the feasibility of the application of high pressure
kinetic and thermodynamic technigues in the siudy of long-distance electron-irans-
fer reactions. Do such processes exhibit a characteristic pressure dependence, and o
what extent can a volume profile analysis reveal information on the intimate
mechanism of the electron-transfer process?

The systems investigated were intermolecular and iniramolecular eleciron-trans-
fer reactions between ruthenium complexes and cytochrome ¢ [116-119]. A series of
intermolecular reactions between chelated cobalt complexes and cytochrome ¢ were
also studied [120]. A varnety of high pressure experimental techniques. including
stopped-flow, flash-photolysis, pulse-radiolysis and voltammeiry, were employed in
these investigations. A remarkably good agreement was found between the volume
data cobtained with the aid of these different techniques, which clearly demonstraies
that these differeni methods for the siudy of electron-transfer processes complimeni
each other.

Application of pulse-radiolysis techniques revealed that the following iniramolec-
vlar and intermolecular electron-transfer reactions ail exhibit a significant accelera-
tion with increasing pressure. The reported volumes of activation are —17.7 0.9,
— 183407, and — 156 £ 0.6 cm’ mol ~ 1, respectively, for the three reactions, and
denote a marked volume reduction as ihe reaciion proceeds [rom the reactant to
the transition state [119].

(NH,).Ru'-(His33)eyt "' - (NH,};Ru'"-(His33)yt " N
(NH. L Ru"-¢His3%cyt ¢! - (NH, :.Ru'"{His3%)cyt "
Ru'(NH,)** + oyt ¢ = Ru™({NH,),* " +cyt "

At this stage it was uncertain what the negative volumes of activation reaily
meant since overall reaction volumes were not available. However data in the
literature [121] suggested that the oxidation of Ru(NH,),>~ to Ru(NH,)' = is
accompanied by a volume decrease of ca. 30 em® mol ~', which would mean that
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the activation volumes gquoted above could maimly arise from volume changes
associated with the oxidation of the ruthenium redox partner.

In order to obtain further information on the magnitude of the overall reaction
volume and the location of the transition state along the reaction coordinate, a
series of intermolecular eleciron-transfer reactions of cytochrome ¢ with pentaam-
nuneruthenium complexes were studied, where the sixth ligand on the ruthenium
complex was selecied in such a way that the overall driving force was low enough
s0 that the reaction kinetics couid be studied in both directions [117,118]. The
selecied substituents were isonicotinamide (isn), 4-ethylpyridine (4-eipy), pyndine
(py), and 3,5-lutidine {lut). The overall reaction can be formulated as:

RuM(NH,)L'* +cyt e"=RuNH)L " +cyt ', k&, &y (10}

For all the systems investigated, the forward reaciion was significantly deceler-
ated by pressure, whereas the back reaction was significanily accelerated by
pressure. The absolute values of the volumes of activation for the forward and
reverse processes were indeed very similar, demonstrating that a similar rearrange-
ment occurred m order to reach the transition state. In addition, the overall
reaction volume for these systems could be determined spectrophotometrically by
recording the spectrum of an equilibrium mixture as a funcuion of pressure, and
electrochemically by recording cyclic and differential pulse voltammograms as a
function of pressure [122]. These results are summarized along with kinetic data and
activation parameters in Table 4. A comparison of the AV data demonsirates the
generally good agreement between the values obtained from the difference in the
volumes of activation for the forward and reverse reactions, and those obtained
thermodynamically. Furthermore, the values also clearly demonsirate that A¥V* =
0.5/A¥], i.e. the transition siate lies approximately halfway between the reactant
and product states on a volume basis, independeni of the direction of electron
transfer. The typical volume profile in Fig. 13 presents the overall picture, from
which the location of the iransition state can clearly be seen.

Similar results were recently obiained for the redox reactions of a series of cobalt
imine complexes with cytochrome ¢ [120,123]. In general a good agreement exisis
between the kinetically and thermodynamically determmed parameters, and the
typical volume profile in Fig. 14 once again demonstrates the symmetrical location
of the transition state with respect to the reactant and product states. Since it is
known that oxidation of c¢ytochrome ¢ is accompanied by small volume changes
[122), the observed volume changes were ascribed to volume changes on the redox
partner and not on cytochrome c itself. This was suggested by the fact that the
change in partial molar volume associated with the oxidation of the mvestigated
Ru(ll} and Cofll) complexes as obtained from electrochemical and density mea-
surements, almost fully accounted for the observed overall reaction volume, Thus
the reduction of cytochrome ¢ can only make a minor contribution towards the
overall volume change.

The results obtained for the above systems demonstrate that the resulting picture
is very consistent and allows a further detailed analysis of the daia. The overall
reaciion volumes determined in four different ways are surprisingly similar and
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Fig. 13, Volume profile for the reaction of an isonicotinamide pentaammine ruthenium complex with
cytochrome ¢ at 298 K (i17).

undesline the validity of the different methods employed. The volume profiles in
Figs. 13 and 14 demonstraie the symmetric nature of the intrinsic and solvational
reorganization in order to reach the transition state of the electron-transfer process.
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neutral pH [120.123).
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in these sysiems the volume profile is controlled by effects on the redox pariner of
cytochrome ¢, but this does not necessarily always have to be the case. The location
of the iransition state on a volume basis will reveal information concerning the
‘early’ and ‘late’ nature of the transition staie, as well as details on the actual
electron transfer route followed.

Recent investigations on a series of mtramolecuiar electron-transfer reactioas,
closely related to the series of intermolecular reactions described above, revealed
non-symmeirical volume profiles [124). Reactions of the type:

(NH LR uM-{His33)-cyt ¢ < (NH,)(LIRu"-(His33}-cyt M (1n

where L = isonicotinamide, 4-ethylpyridine, 3,5-lutidine. and pyridine, all exhibit
volumes of activation for the forward reaction of between + 3 and + 7 em® mol — /|
compared to overall reaction volumes of between + 19 and + 26 cm® moi —'. This
indicates that electron transfer from Fe to Ru is characterized by an ‘early’
iransition state in terms of volume changes along the reaction coordinate. The
overall volume changes could be accounted for in terms of electrostriction effecis
centered arcund the ammine ligands on the ruthenium center. A number of possible
expianations mm terms of electronic and auclear factors were offered to account for
the asymmetrical nature of the volume profile.

in another system iavolving the oxidation of cytochrome ¢ by an amonic
chromium(V) oxo complex, evidence for a late product like transition state was
found on the basis of the reporied volume of activation [125]. This was ascribed to
the effective formation of an ion-pair precursor species as a result of the interaction
between the negatively charged Cr{V) complex and the positively charged surface of
cytochrome ¢.

Recently, Morishima and co-workers [126] investigated the effect of pressure on
electron transfer rates in zinc/ruthenium modified myoglobins. The rate coastant
for electron transfer from photoexcited *ZaP* to the Ru(NH.)'* moiety of the
modified protein decreased from 5 x 107 to 55 s~ ' upon increasing the distance
from 9.5 to 19.3 A when the Ru complex is attached to His70 and His83,
respectively. This decrease in the rate constant was accompanied by an increase in
AV* from +4 to + 17 cm’ mol~!. Within the context of the results reported
above and the volume changes associated with the reduction of the Ru(1il} ammine
complexes, the gradual increase in AV* with increasing donor—accepior distance
and with decreasing rate constant could be a clear demonstration of ‘early’ (for the
fast) and ‘late’ (for the slow reactions) transition states. Yolume changes mainiy
associated with changes in elecirosiriction on the Ru ammiae center will control the
solvent reorganization and so accouni for the ‘easly’ (reactant-like} and ‘late’
{product-like) transition states.

4.3, Photochemical elecrron-transfer reactions

It is reasonable to expect that photochemical electron-transfer reactions will,
similar to thermal electron-transfer processes, exhibit significant pressure effects
mainly associated with changes in electrostriction that accompany the electron-
transfer process [12,13].
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Volume changes associated with electron transfer quenching of excited Ru-
{bipy);° = were recently {127] obiained from time-resolved photoacoustic calosi-
metric studies. A volume change of — 11 cm® mol~ ' was observed for electron
transfer between [Ruibipy),’~]* and Fe(H.0),'~. This value was ascribed to
solvent to solvent reorganization associated with the clectron-transfer reaction.
The same workers found significanily smaller volume effecis for reversible elec-
tron transfer between xanthene dyes and transition metal cyanides according (o
the overall reaction:

X* + M{CN),} - 5 X~ + M(CN),* - (12)

corresponding to a volume coatraction for electron transfer from the excited dye
to the metal cyamide and to volume expansion for eleciron transfer from the
metal cvanide to the excited dye. Here too, solvent rearrangement was suggested
to account for the observed volume effects.

A number of unimolecular photoredox reactions have been studied {12,13]. A
AV? wvalue of +48 cm' mol-' for the charge-transfer photolysis of
CoiNH,):Br* - was found and suggesied the formation of a cage radical pair.
Co(ll¥Br"), resuiting from the LMCT excited state. Dissociation of this radical
pair to the reaction products was suggested to account for the increase in vol-
ume as reflected by the positive volume of activation [128].

The photolysis of Fe{CN}.NO*~ via MLCT excitation resuits in the oxidation
of the meial and solvation of the NO ligand according to the reaction:

Fe"(CN).NO*" + S5 Fe"(CN).S* " + NO {13)

The quantum yield for the production of Fe{CN).8° - sirongly depends on the
nature of the solveni, and decreases with increasing donor number and viscosity
of the medium. The values of AV? are significantly positive (see Table 5) and
correlate with the fluidity of the medium, which points to the participation of a
cage recombination mechanism as outlined below {129]

Fe(CN)NO®* —é‘]‘%a- (Fe(CN):NO” 1*
I k; ‘ k;

[Fell(CN )52'-"N0]cage
ke l S
{S = Solvent) FeiII(CN)SSZ' + NO

A systematic varniation of the viscosity supported the validity of these argu-
menis. The observed pressure effects in different reaction media (see Table 5),
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Tabie 5
Values of AV and AY7 for the reaction: Fe'{CN)NO"~ +35 5 Fe'"™CNYLS® +NO as a function of
solvent and excitation energy

Solvent Ay ERID) @" {imol einstein ) AVY {cm’ mol™") A¥T (cm® mol~h
H.0 436 0.7 +7.7+04 +8.8+04

313 0.37 +55+07 +78+10
McOH 436 0.39 +7.2+05 + 13106

313 0.63 +6.5+08 +130+19
Me.50 436 0.33 +79+0.3 +1i1+04

405 0.39 +15+ 100 +il4+16

313 042 +844+13 +i41+ 1.8

* Values at ambient pressure, e .1 MPa,

indicate that viscosity plays a minor role and that the effects result mainly from the
contribution of k., that is, the dissociation of ihe Fe(IlI}-NO bond. The larger
values found for A¥Y in some of the solvents can be explained in terms of the
pressure dependence of the viscosity, which will result in a decrease in ¢ and a more
positive AVY value (see Ref. [129] for more details),

5. Activation of small molecules

In this section we will deal with studies that involve the activation of small
molecuies such as O, and CO. by model coordinaiion complexes as well as
biological molecules, and focus on the mechanistic information obtained from the
analysis of the corresponding volume profiles.

5.1. Activation of dioxygen

One of the most fundamental questions when dealing with the activation of
dioxygen by transition metal complexes is the way m which these species really
mteract with each other. Are these processes controlled kinetically by substitution
or by electron-transfer reactions?

In order to meodel the first redox activation step of dioxygen, a system that
invoives the binding of O, to a macrocyclic hexamethyleyciam Co{il) complex to
form the corresponding Coflll) superoxo species, was studied [130].

(LYCo(H,0}** + O, < {(H.OXL)CoO,"~ + H.O, &, 4k_,, X, (15)

The overall reaction {Eq. {15} involves ligand substitution and eleciron transfer
to produce the Co(1ll} superoxo complex, the question being, which is the rate-de-
termining step? From the pressure dependence of the overall equilibrium constant,
a reaction volume of — 22 cm® mol ~! was determined, which demonstrates that the
displacement of a water molecule mn the Co{ll) complex by dioxygen 1s accompa-
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nied by a sigmificant volume collapse, probably due to the oxidation of Co{ll) to
Co(1I1} during the overall reaction. The kinetics of the reaction could be studied by
flash photolysis, since the dioxygen complex can be photo-dissociated by irradiation
into the CT band, and the subsequent reequilibration could be followed on the us
time scale. From the effect of pressure on the kinetics of binding and release of
dioxygen, the activation volumes for both processes could be determined. The
results show that the binding of dioxygen is accelerated by pressure, AV* (k)= —
4.730.3 cm® mol ', whereas the release of dioxygen is strongly decelerated by
pressure with AV*(k_ )= +17.9+ 0.5 cm® mol ~'. The combination of these
values yields AV{K))=AV* (k) —AV*(k_ )= — 226+ 0.8 cw® mol !, which is
in a very good agreement with the value determined directly from the equilibrium
constant measurements as a funcuion of pressure. The volume profile for this
reaction is given in Fig. 15. The small volume of activation associated with the
binding of dioxygen is clear evidence for a raie-limiting interchange of ligands,
dioxygen for water, which is followed by an intramolecular electron-transfer
reaction between Co(ll) and O, o form Co"'-O;, the superoxo species. It is the
latter process that accounis for the large volume collapse on the way to the reaction
products, since Co(l11) complexes are in general 20— 30 cm” mol ~ ' smalier than the
corresponding Cofll) complexes [103,123]. Thus, during flash-photolysis, electron
transfer in the reverse direction occurs due to irradiation inte the CT baad, which
is followed by the rapid release of dioxygen.

The binding of CO has, in many siudies, been used as a model for ihe activation
of diexygen, since this molecule does not undergo any real activation in the systems
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Fig. 15 Volume profile for the reaction of O, with the Co{II\L complex, {L = hexamethylcyclam) at 298
K (1301,
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Fig. 16. Yolume profile for the reactions of €O and O, with myocglobin at 298 K [131].

studied, it merely binds to the metal ceniter. The absence of subsequent electron-
transfer reactions simplifies the kinetic analysis and reveals more mechanistic
insight on the actual binding process. A typical example concerns the comparative
binding of O, and CO to deoxymyoglobin [131]. The large difference in AV*
observed for these reactions can clearly be seen from the comparative volume
profiles shown in Fig. 16. The velume profile for the binding of O. is characterized
by a substantial increase in volume on going from the reactant to the transition
state, followed by a significant volume reduction on going to the product state. The
observed volume increase was ascribed to rate-deiermining movement of O,
through the protein to the heme pocket, which may involve hydrogen bonding to
the distal histidine as well as desolvation. This siep is followed by rapid bond
formation with the Fe{ll) center, during which the change in spin state from high
to low, movement of the Fe(ll} center into the porphyrin plane, and associated
conformational changes account for the drastic volume reduction. The overall
reaction volume of — 18 ¢m’ mol ™' demonsirates the large volume reduction
caused by the binding of O,. The volume profile for the binding of CO shows a
considerable volume decrease on going from the reactant to the transition state,
which has been ascribed to the rate-determining bond formation process. The
reverse bond cleavage reaction is accompanied by a volume decrease, which may be
related to the different bonding mode of CO compared with O,. This difference in
bonding mode must also account for the much smaller absolute reaction volume
observed in this case.

The effect of pressure on the binding kinetics of O, and CO to myoglobin was
studied in more detail on a milli-, micro-, and nanosecond time scale for sperm
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whale, horse, and dog myoglobin. The resuits were analyzed quantitatively in terms
of the following three-step mechanism:

A(MbL} < B(Mb, L) = C(Mb--L) « S(Mb+ L) (16}

where A represents the bound species, B the short lived geminate pair, C the longer
lived geminate pair, and S the entirely separated species. The volume profiles for all
three myoglobins could be drawn (Fig. 17}; from these it was concluded that the O,
diffusion step within the protein matrix is quite different among the three Mb
species [132]. It was further suggested that the activation velumes are very sensitive
to the amino acid residues adjacent to, and flanking the ligand path channel. In the

{A) Sperm Whaie

{8} Horse

{C) Degp

Reaction Coordinate

Fig. 17. Yolume profiles for the binding of O, to different myoglobins [132),
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case of CO binding [131], the overall AV'" was negative, which is consistent with
the rate determining bond formation step.

A volume profile was also generated for the binding of dioxygen to hemerythrin
[133]. The A¥* values for the "on’ and ‘off” reactions as well as the overall reaction
volume, are ca. twice the magnitude of those for the corresponding myoglobin case.
In the hemerythsin system two Fe{li) centers are oxidized to Fe(1l1} during which
dioxygen is reduced and bound as hydroperoxide to one Fe(lll) center, The AV,
value can be partly accounied for in terms of desolvation of oxygen during iis
entrance into the protein, The value is however, such that it suggests some form of
dynamic ‘breathing’ motion of the protein that momentarily causes an opening up
of a cleft and enables oxygen to enter the protein. The significant volume decrease
that occurs following the formation of the transition state can be ascribed to the
oxidation of the Fe centers and the reduction of O, to O, . The fact that the overall
volume collapse is almost double that obsesved for the oxygenation of myoglobin
inay indicate similar structural features in oxyhemerythrin and oxymyoglobin. This
would suggest that a description of the bonding mode as Fe''-0O, or Fe''-0.H
(H from histidine E7)} instead of Fe''-0,, would indeed be more appropriate for
oxymyoglobin,

More receatly, binding of CO to lucanar Fe(ll) complexes was studied in detail
as a function of temperature and pressure [134,135]. Ia these systems the high spin
Fe{ll} center 1s five coordinate and has a vacant pocket available for the bonding
of CO. These systems can therefore be considered ideal for the modeling of
biclogical processes. A detailed kinetic analysis of the ‘on” and "off’ seactions, as
well as a thermodynamic analysis of the overall equilibrium, enabled the construc-
tion of free energy, eantropy and volume profiles for the binding of CO (o
[Fe''{PhBzXy)(PF,) shown in Fig. 18. The free energy profile demonsirates ihe
favorable thermodynamic driving force for the overall reaction, as well as the
refatively low activation energy for the binding process. The entropy profile
demonstrates the high degree of order in the transition siate on the binding of CO.
The large volume collapse associaied with the forward reaction 1s very close to the
partial molar volume of CO, which suggests that CO completely disappears within
the ligand pocket cavity of the complex in the transition state during partal
Fe-CO bond formation. It i1s also known [134] that Fe-CO bond formation is
accompanied by a high-spin io low-spin conversion of the Fe(ll) center. In forming
the six-coordinate, low-spin Fe{Il) complex, the metal moves toward the plane of
the equatorial nitrogen donors, Thus, following the transition state for the binding
of CO, there is a high-spin to low-spin change during which bond formation is
completed and the metal center moves into the ligand plane. These processes
account for the subsequent volume decrease observed from the transition io the
product state. The overall reaction volume of ca. —47 em® mol~', therefore
consists of a volume decrease of ca. — 35 ¢’ mol ~' associated with the disappear-
ance of CO into the ligand cavity, and ¢a. — 12 ¢m’ mol ' for the high-spin to
low-spin transition.

Activation of dioxygen by its interaction with copper protemns has also been
studied kinetically for many model systems. Among other efforis to model the
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functionality of tyrosinase, a monoxygenase which activates dioxygen for orthe
hydroxylation of monophenois, led to the development of a series of dinuciear
copper model complexes [136,137). Very detailed and sophisticated kinetic measure-
menis have established that during the reaciion of a series of dinuclear Cu(l)
complexes with dioxygen, intramolecular ligand hydroxylation occurs leading to
phenolate bridged Cu(ll} complexes [136]. From conveniional and high pressure
kinetic studies on the reaction of [Cusimacq{CH,CNL(PF,), (mac = 3.6,%,17,20,23-
hexatricyclo-{23.3.1.1)uaconta-1{29),2,9,11(30},12{13),14,16,23,25,77-decaene} with
dioxygen [1371, the activation parameiers were found to be AH* =32+ 2 kj
mol " ,AS* = —146+8JK "'mol 'andAV* = —21 +1cm’mol~ ' Inarate
determining siep a peroxo complex 1s formed as an intermediate, which then reacts
in a very fast reaction to give the final product. The negative AS* and AV'* values
support the :dea of a highly structused iransition state that 15 formed as a resuit of
the presence of the highly reactive and easily oxidizable cuprous species. The
negative volume of activation is a strong indication of Cu-0, bond formation that
is accompanied by electron transfer to produce the Cu*'-0,-Cu" peroxo interme-
diate. The formal oxidation of Cu(l} to Cu{ll) and reduction of O, to O, are
expected to be accompanied by a significant volume collapse, partly due to intrinsic
and solvational volume changes. Simnlar results were observed for the reaction of
Cu'(phen) with dioxygen [138).

5.2, Activation of carbon dioxide

One of the mosi important processes dealing with the activation of CO., involves
the hydration of €O, to bicarbonate, as well as the reverse dehydration of
bicarbonaie to produce CQ,. These processes are of biclogical and environmental
interest since they control the transport and equilibrium behavior of CO, The
spontaneous hydration of CO, and dehydration of HCO, are processes that are
100 siow and must therefore be catalyzed by metal complexes in order 1o expediie
the overall conversion rate.

Among others, high pressure kinetic siudies on the enzymes which are efficient
catalysts in biological systems have been underiaken mn order to clarify the catalytic
mechanism of such systems. The active center of the zinc containing metalloenzyme
carbonic anhydrase (CA) consists of three histidine residues and one water molecule
coordinated to zinc in a shightly distorted tetrahedral geometry. Catalytic activity is
integrally related to the ionization (pK, value ca. 7) of the coordinated water
molecule, and for human CA 11 the mechanism is referred to as the zinc hydroxide
mechanism, which has been described and modeled theoretically in considerable
detail. The CA catalyzed reactions themselves have been studied in detail by many
investigators using a variety of techniques, and have formed the subject of several
theoretical calculations and computer simulaiions. The application of high pressure
kinetic measurements provided further mechanistic distinciion than previously
available [139].

The first complete, detailed volume profile (see Fig. 19) for an enzyme catalyzed
reaction in both directions has been generated (139]. The Zo{il) bound hydroxyl
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moiety subjects the carbon of CO, to nucleophilic attack resulting in the formation
of an oxygen-carbon boad, and the resulis are consisient with a unidentate
bonding of bicarbonate. For this process the transition siate lies approximately
halfway between the reactant and product states {see left part of volume profile).
The substitution of coordinated bicarbonate by water iends more toward a limiting
I mechanism (see right part of volume profile) than would be predicted on the
basis of the coordination chemistry of aquated Za(ll}), which may result from the
influence of the environment of the active center of the enzyme.

A wide range of methods has been used to study Co{l) complexes with tetraaza-
macrocyclic ligands as potential catalysts for the reduction of CO, [140]. The
interaction of the low spin [Co'(HMD)]* species, HMD = 5,7,7,12,14,14-hexam-
ethyl-1,4,8,11-teiraazacyclotetradecane-4,1 i-diene, with CO, in CH,CN leads to a
five-coordinate species, [Co{HMDYCO,))*, which is in equilibsium with a six-coor-
dinate compiex ion, [Co(HMDYCO,{CH,CN}}*, formed through addition of
CH,CN. Resulis from an XANES study together with other information provide a
clear indication that in the six-coordinate complex cobalt is in the + 3 oxidation
state, meaning that the final complex ion is Co(I11)-CO3 ~ (i.e. CO, is coordinated
as carboxylate). Hence the initial Co{l) complex has reduced the bound CO, to
carbexylate. The change in coordination number equilibrium can be studied readily
by UV-vis spectrophotometry, the thermodynamic parameters are AH = — 29 kJ
mol~ ', AS= — 113 Jmol~'K~"and A¥ = — 17.7 cm” mol ~ . The latter two are
mutually compatible and coasisient with a highly ordered and compact six-coordi-
nate complex ion. It has been proposed that the major part of the volume decrease
arises from the iniramolecular electron-iransfer process accompanied by a shorten-
ing of the Co-CO, bond {as supported by the XANES and EXAFS studies) and an
increase in electrostriciion. Only a relatively minor contribution to the large
negative reaction volume is sugpested to result from the intrinsic effect of CH,CN
addition [140).

6. Oxidative additior and reductive elimination reactions

In general, bond formation processes are characterized by negative volumes of
activaiion, whereas bond breakage processes are characterized by positive values, It
is therefore not surprising that oxidative addition reactions are characterized by
significantly negative volumes of activation, partially due io bond formation and
partially due to charge creation in the transition state.

When H, CH,!I or HCl are added to Vaska's compound (trans-Ir-
CUCOXPPh,),), or related compounds, negative values of AV* were found and
they exhibit a meaningful solvent dependence. The variation of AV* could be
correlated with a polanizability function, g, of the solvent, permitting an extrapola-
tion o yield a AV, value of —17 to — I8 cm® mol ' [141,142]. Simultaneous
formation of two Ir—H bonds to produce a cis-dihidrido complex upon H, addition
was the explanation proposed, while addition of CH,I resulied in a linear transition
state, [I-CH,-IrL.}. In a series of studies [143] the oxidative addition of
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iodomethane to complexes of the type Rh'(B-diketonaie) CO)(PPh,} was studied as
function of pressure in different solvents. The reported volumes of activation varied
between — 13 and — 25 cm® mol~"' and were used to describe the nature of the
transition siaie in terms of a linear or a concerted three-center mechanism,

The kinetics of oxidative addition of CH,] to the Pd(I1) species, PdMe,{bpy), io
form PdiMe,(bpy) in acetone have been investigated ai ambient and at higher
pressures [144]. A AV* value of —11.9 cm® mol ~' tends to confirm the A
mechanism proposed initially, The complementary reaction, reductive elimination
of C.H, from the Pd{IV) species, PdIMe (bpy}, leaving PdiMe(bpy) likewise in
acetone, was also investigated over a range of pressures. This allowed the construc-
tion of a volume profile. The laiter reaction slowed down on mcreasing pressure,
yielding a AV* of + 17+ 1 cm® mol~', a value consistent with species production
m the overall reaction, a change in the oxidation state of Pd from + 1V to + Il and
probably considerable bond breakage in the transition state.

Elimination reactions, in general, exhibit the opposite pressure effect to those
observed for oxidative addition, viz. a decrease in rate constant with increasing
pressure. te. a posiiive AV* . In was found thai the reduciive elimination of
hydrogen from H.Ru;(p-COMe)CQ), is characierized by a volume of activation of
+ 2042 cm’ mol ~', whereas the reverse hydrogenation of HRu{p-COMe)(CO),,
is accompanied by a2 AV* of +9.6+0.6 cm® mol ™~ [143).

7. Concluding remarks

The analysis of a chemical process i terms of volume changes along the reaction
cootrdinate can help us to visualize the nature and structure of the transition state
in terms of intrinsic and solvational changes in partial motar volume. With the data
presently available, intrinsic volume changes are in general well understood and can
be interpreted with confidence. This is, however, not the case for solvaticnal volume
changes since significantly less data are available and the interpretation is more
speculative. A sysiematic variation of charge contributions and solvent effects have
to be undertaken in order to be able to separate the intrinsic from the solvational
volume contributions.

There are many cases in which it is experimentally not possible to construct a
volume profile, for instance due to subsequent reactions or the irreversibility of the
process as found in many eleciron transfer and photochemical reactions. Neverthe-
less, the volumes of activation for such processes can still be employed very
successfully 1o gain further information on the nature of the transition state. As
mentioned in Section 1, theoretical calculations have in recent years been success-
fully performed to confirm the mechamsms suggested on the basis of activation
volume data and volume profile analysis, and to predict the relative size of such
daia. A number of important theoretical papers are cited [18,19,146-152).

It is imporiant to realize that the presented interpretations of the AV* data are
all based on a simplified version of the iramsition state theory, which has its
limitations and restrictions, and various modifications are being discussed. These
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include the introduction of stochastic and transport medels 1o account for the
back-flux over the activated complex barrier in dense media [153,154]. Notwith-
standing this compiication, it is clear from the presentation that the additional
physical parameter of pressure has not only added a decisive dimension to
mechanistic siudies of inorganic, organometallic and biomorganic reactions in
solution, but has also made possible the construction of reaction volume profiles
that can be analyzed according to the ways demonstrated in this review.
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