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BLOCK 1

‘CHEMISTRY OF NOBLE GASES AND REDOX REACTIONS‘

UNIT 1 CHEMICAL PROPERTIES OF NOBLE GASES

Structure

1.1 Introduction

1.2 Objective

1.3 Reactivity Trends from Helium to Radon

1.4 Conditions Under Which Noble Gases Form Compounds

1.5 The Spectrum of Noble Gas Compounds

1.6 Applications and Implications of Noble Gas Chemistry

1.7 Chemistry of Xenon Compounds

1.8 Summary

1.9 Exercise

1.10 Reference and suggested readings

INTRODUCTION

These elements, once thought to be completely inert and unreactive,
turned out to be far more versatile than previously thought within the
time span of the last century. A detailed introduction to elemental
chemistry, this essay focuses on the notorious inertness of noble gases,
explaining the theoretical basis for it, the apparent reactivity trends that
emerge from helium (He) to radon (Rn), and the specific circumstances

in which these seemingly reluctant elements can be persuaded to form

compounds.
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Inertness of Noble Gases: Reasons and Theoretical Explanation

MATS Centre for Distance and Online Education, MATS University

The Noble Gases
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The main cause of inertness of noble gases is the completely filled
valence shell (the outermost shell) of their electronic configurations. Just
like Helium contains a complete 1s* shell the remaining group 8
elements have complete ns’np® orbitals. This electronic organization
bestows an incredible stability because these components are now as
stable as it gets for that specific period. This closed-shell configuration
confers high ionization energies and zero electron affinities,
energetically disfavoring both electron loss and gain. The octet rule,
proposed first by Gilbert N. Lewis in 1916, elegantly explains the
inertness of noble gases from a theoretical perspective. This principle
states that atoms try to bond in such a way that they have eight electrons
in their valence shells, forming a stable configuration similar to a noble
gas. Ironically, the nobel gasses already have this ideal electronic
configuration, leaving no thermodynamic impetus for them to bond with
anything. Their valence shells (the outermost shell) are perfectly
balanced, with no “holes” to accept electrons and no easily removable
electrons to donate. Although we generally think of electronegativity in
the context of forming compounds, it also nicely explains noble gases
reactivity. These possess little or no electronegativity at low
temperatures with a very high electronegativity value for high-
temperature (Nielson at al) confirming tendency for metals to retain their
electrons. This property is consistent with their position as the end of the

periodic table period trends in terms of electronegativity.

Thermodynamic arguments support our idea of noble gas inertness.
Establishment of chemical bonds = generally requires an initial energy
input to promote electrons into higher energy states, to surmount
‘repulsive’ forces = an activation energy barrier. For noble gases, these
barriers are extremely high under standard conditions. Potential energy
surfaces for reactions with noble gases generally do not have the low
energy wells necessary to provide a driving force for stable products.
Despite these daunting obstacles to reactivity, theoretical calculations
and predictions as early as the 1930s indicated that compounds of the
heavier noble gases could exist under certain conditions, a prediction
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spectacularly verified when the first xenon species were synthesized in

1962, profoundly changing ideas about chemical bonding.
1.2 Objective

By studying this topic, learners will be able to:

1. Understand why noble gases were historically considered inert
by examining their electronic configurations, ionization energies,
and lack of electron affinity.

2. Explain the theoretical basis for the inertness of noble gases
using the octet rule and modern quantum principles.

3. Identify and describe the reactivity trends from helium to
radon, and how atomic size, ionization energy, and polarizability
influence these trends.

4. Recognize the special conditions—such as high pressure, low
temperature, or the presence of highly electronegative elements—
that allow noble gases to form compounds.

5. Explore examples of noble gas compounds, particularly xenon
fluorides and oxides, and their structural and bonding
characteristics.

1.3 Reactivity Trends from Helium to Radon

Although all noble gases are highly unreactive, the reactivity of Group
18 elements increases as you move down the column from helium to
radon. Helium comes closest to being the example of chemical
inertness, with no confirmed compounds existing in any conditions. Its
extraordinary stability is due to its electronic configuration of 1s* not 2
for ns’np® as is the case for other noble gases. However, helium has the
highest ionization energy of any element (24.59 eV), the lowest
polarizability, and the smallest atomic radius, making it practically
impossible to form any compounds. We should note that even
theoretical models imply that stable helium compounds would exist only
under well beyond the limits of our current technology. Following
helium, neon is resistant to chemical bonding. No well-characterized
neon compounds have so far been achieved after decades of attempts in
the lab. Theoretical work suggests that any compounds of neon would
be highly unstable, with exceptionally weak bonds that would break

apart at temperatures above near absolute zero. This is, of course,
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because neon atoms are extremely resistant to the quaint tricks of
elemental chemistry, and that's because they have a very high ionization

energy (21.56 eV), a tight atomic size, and negligible polarizability.
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The third group member, argon, all contains the first signs of possible
reactivity, albeit still exceedingly weak. The experimental evidence for
argon compounds is contentious, with transient species such as HArF
being measured under cryogenic environments in noble gas matrices
only. It would still take extreme and not very realistic conditions to get
any significant bond strength out, according to the theoretical
calculations that compare argon with very electronegative elements such
as fluorine and predict some weakly bound argonium-type complexes.
With krypton, the trend towards greater reactivity is more pronounced.
In 2000, chemists synthesized and characterized the first stable krypton
compound, krypton difluoride (KrF:), under carefully controlled
conditions. This achievement validated a longstanding theoretical
prediction that the lower ionization energy (14.00 eV), larger atomic
radius, and greater polarizability of krypton would enable chemical
bonding under suitable conditions. The thermal stability of krypton
compounds, however, is still low; KrF. decomposes at temperatures
above —80 °C. Xenon is an important milestone in noble gas chemistry
that includes a variety of well-defined compounds. Forty years since Neil

4
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Bartlett’s landmark synthetic work on xenon hexafluoroplatinate
(XePtFs) in 1962 and xenon tetrafluoride (XeFi) soon thereafter, the
story of xenon chemistry is now long, stretching to include the large
variety of fluorides, oxides and even carbon—xenon bonds. The greater
stability of these compounds arises from the relatively lower ionization
energy of xenon (12.13 eV), larger atomic volume and more favorable
polarizability that are leading to improved overlap of orbitals and

consequently enhanced bonding interaction.

The heaviest naturally occurring noble gas, radon, should in principle be
the most reactive member of the group, but its strong radioactivity and
scarcity have drastically curtailed experimental study. Computational
studies indicate that radon is capable of forming a larger variety of
compounds than xenon, possibly stable fluorides, oxides, and transition
metal complexes. The anticipated increased reactivity is a direct result of
radon's low ionization energy (10.75 eV), large atomic radius and high
polarizability, in conjunction with relativistic effects that also effect the

valence electrons.

Several key factors explain this trend of increasing reactivity:

1. lonization Energy: Going down Group 18, the ionization energy
falls in a systematic manner from the astronomic value for the
element helium to a more moderate value for radon. This
decreases is due to the larger distance between valence electrons
and the atomic nucleus for larger atoms, as well as the increasing
shielding effects experienced from inner layers of electrons. In
practice, this means that heavier noble gases are able to bond
more easily by way of partial electron transfer or sharing.

2. Atomic Size and Polarizability: From helium to radon the atomic
radius increases significantly, as does the polarizability
(propensity for the electron cloud to distort in Heavier noble gas
species have more diffuse electron clouds, resulting in higher

polarizability that favours the development of induced dipoles,
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suggesting that there are many bonding interactions with
strongly electronegative elements.

3. Spin-Orbit Splitting: Particularly for heavier noble gases such as
radon, relativistic effects may have a significant impact on
chemical property trends, especially with spin-orbit coupling.
Inner electrons go much faster than outer electrons, nearing the
speed of light, resulting orbital contraction and energetic
stabilisation. These effects modify valence electron properties in
ways that typically improve bonding potential.

4. Noble Gas Shielding: The effect of inner electrons in shielding
nuclear charge is reduced for the heavier noble gases. This
shielding reduction enhances the effective nuclear charge on
valence electrons that promotes their engagement in bonding

under suitable conditions.

This progressive increase in reactivity from helium to radon illustrates a
fundamental principle in chemistry: even elements with similar valence
configurations can exhibit This gradual striding from helium to radon
demonstrates a basic precept of chemistry: adjacent elements in the
periodic table can sometimes have strikingly different chemical
properties from one another, a property that is the result of other
variables such as atomic size, orbital energetics and relativistic effects. If
there are more subtle, subtle properties of the atoms, the noble gas
family shows perhaps the most direct reflection of how these minor
variations in electronic structure lead to measurable variations in

chemical properties.

1.4 Conditions Under Which Noble Gases Form Compounds

Because they are highly stable, they do not bond with other elements
and formation of noble gas compounds is associated with special
conditions. These conditions have deepened our understanding of the
delicate balance of energetic factors dictating chemical reactivity, and

expanded our fundamental conceptual definitions of chemical bonding.
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One of the main conditions for noble gas compound formation consist of
highly electronegative reaction partners. Fluorine, the most
electronegative element, also figures prominently in noble gas
chemistry; it forms compounds with krypton, xenon, and most likely
radon. Fluorine's very strong electron-withdrawing ability can
sufficiently polarize the electron density of noble gas atoms to facilitate
bonding interactions. The next most electronegative element after
fluorine, oxygen, also forms stable xenon compounds (such as xenon
oxides and oxofluorides). The general theme is to combine noble gases

with electronic strong candidates.

High-energy input represents another essential condition for overcoming
the kinetic barriers to noble gas reactivity. Various energy sources have

proven effective:

1. Electrical discharge: The use of electrical discharges to react with
mixtures containing noble gases and reactive species produces
high-energy species such as ions, radicals, and excited states.
Early noble gas compound synthesis, such as Bartlett's pioneering
work with xenon hexafluoroplatinate, was achieved using this
method.

2. Ultraviolet Radiation: One way to efficiently excite noble gases
is through UV irradiation. So with this in mind, this approach
has been widely used in generating reactive intermediates and
characterizing reaction mechanisms in noble gas chemistry.

3. As noble gas compounds are often thermally unstable, this
principle may seem counter-intuitive; however, a high
temperature may be required to provide the activation energy for
the reaction to occur initially, followed by very rapid cooling to
ensure the products are preserved.

4. Here, with Plasma conditions, the fourth state of matter provides
a highly reactive environment in which noble gases can be
ionized and bonds can form that would never happen under

normal conditions.
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Pressure manipulation has been critical in the synthesis of noble gas
compounds. Simple pressure (@high-pressure) can bring noble gas
atoms and potential reaction partners closer together and increase the
possibility of orbital overlap and bond formation. Likewise, pressure can
stabilize compounds that would not necessarily survive under ambient
conditions, due to pushing equilibrium toward the bonded state.
experiments capable of pressures above 100 GPa have unveiled
unprecedented noble gas chemistry from potential compounds of
unsuspected reactivity of the traditionally inertmodern-day noble gas

neon and helium at extreme compression.

Meanwhile, the noble gas chemistry regime is generally located at the
low end of the temperature spectrum. Cryogenic conditions greatly
decrease thermal energy, thus reducing decomposition pathways that
would destabilize these often metastable compounds and lead to their
rapid destruction. Many noble gas compounds (especially those of
krypton) are stable only at temperatures below —40 °C and some must
being preserved at nitrogen (—196 °C) or lower temperatures. Matrices of
condensed noble gases at temperatures near absolute zero have been
found to be excellent media for spectroscopic investigations of reactive
species and short-lived noble gas species. Noble gas compound
formation is greatly aided by catalysts and reaction mediators. Noble
gases nominally do not form compounds, but transition metals possess
variable oxidation states and accessible d-orbitals and this furthers
pathways for noble gas interactions that would be otherwise denied. The
platinum in Bartlett's XePtFs was important for more than just fitting into
the final compound—it formed an electronic bridge that allowed xenon
to get involved in bonding. Lewis acids such as SbFs also activate noble
gases toward reactivity by increasing the electrophilicity of putative

bonding partners.

Matrix isolation techniques have also been particularly important for
studies of noble gas compound formation. This means that reactive

species are trapped in solid noble gas matrices in a low-temperature
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regime (4-10 K usually). It is rigid enough to inhibit diffusion and
decomposition  but sufficiently soft to permit spectroscopic
characterization. This has allowed for the detection of transients such as
HATrF and insights into bonding mechanisms that would be impossible to
study in traditional reaction environments. Solvation effects can cause
enormous changes (AHF) contain the reaction medium while stabilizing
intermediate species and products, making them favorable for noble gas
chemistry. In contrast, water and protic solvents tend to destabilize noble
gas compounds via hydrolysis reactions. For the heavier noble gases,
especially xenon and radon, quantum and relativistic effects set in
strongly. These effects change orbital energies and electron behaviors in

ways that strengthen bonding capabilities.

One cannot underestimate the contribution of intermediate species when
it comes to noble gas chemistry. Examples of reactive intermediates
such as XeF: act as precursors in their formation of higher-order xenon
complexes. These intermediates offer synthetic routes to compounds
that are challenging or impossible to prepare in an unmediated manner.
As an example, xenon tetroxide (XeOs) is synthesized via pivotal
intermediate xenon trioxide (XeQOs). As such, the demands for noble gas
compound formation wrought important insights about the nature of
chemical reactivity that transcends this particular family of species.
Kinetic barriers and thermodynamic driving forces, the importance of the
electronic structure and orbital interactions, and the effects of external
conditions on reaction products are all drawn clearly in noble gas
chemistry. What was once thought impossible — the formation of
compounds with these “inert” elements — has driven an entire realm of
chemistry that continues to stretch and to challenge our understanding of

chemical bonding.

1.5 The Spectrum of Noble Gas Compounds

the surprisingly broad diversity that can be obtained from such apathetic
elements. Indeed, understanding this spectrum provides insights not only

into noble gas chemistry but also into the fundamental principles of
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chemical bonding. The best-developed area of noble gas chemistry is in
xenon compounds. Three xenon fluorides—XeF2, XeFs, and XeFs—act
as fundamental compounds in this field. Xenon difluoride (XeF:) has
colorless crystalline solids with linear molecular shapes (F-Xe-F) as
predicted by VSEPR theory for an AX:Es geometry with 3 lone pairs. In
a square planar geometry is manifested, whereas xenon hexafluoride
(XeFs) reveals a distorted octahedral geometry owing to the
stereochemical activity of its lone pair. These fluorides are versatile
reagents for the preparation of other xenon compounds in controlled

reactions.

Another important class of compounds consists of xenon oxides and
oxofluorides. Another explosive is xenon trioxide (formula XeOs), which
crystallizes as colorless crystals whose pyramidal molecular geometry is
illustrated by the color figure; with the structure of tetrahedral XeOas an
even more volatile and extremely explosive gas. Here we present the
oxofluorides, consisting XeOF2, XeOFa, XeO:F: and XeOsF2, which all
have distinctive structural characters in accordance with the coexistence
of oxygen and fluorine in the bonding interaction with xenon. The
formation of these compounds illustrates useful implications of the
interplay between geometric and electronic factors in determining
molecular structure. Xenon-nitrogen compounds are a more recent
frontier. Table 1: A list of representative xenon oxygen and fluorine
compounds Subsequently, various affluent xenon compounds, such as
FXeN(SO:F):[57] and XeN:[58], were synthesized and characterized,
revealing that xenon might be able to bond with other elements besides
oxygen and fluorine under -certain conditions. Such compounds
generally demand specialized synthetic protocols, with most exhibiting

very bad thermal stability, rapidly decomposing at ambient temperature.

Xenon-carbon bonds that have been established with compounds like
[CsFsXe]'[B(CFs)s]” may be the most surprising. These xenon veils are
new structures that deviate from the classical notion of noble gas

halides. Various krypton compounds exist but are less numerous and
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stable than xenon species. The most characterized krypton compound to
date is krypton difluoride (KrF2), which appears as colorless crystals that
quickly decompose at temperatures above -80 °C; however, attempts to
isolate other krypton compounds, such as oxides and other compounds
with nitrogen, have suspiciously limited results, indicating an increasing
stabilization barrier as we go up Group 18. The argon compounds are
mostly theoretical species or transitory species detected in matrix
isolation experiment. The hydrogen argon fluoride (HArF) complex has
been identified spectroscopically in solid argon matrices, where it exists
at temperatures < 27 K, yet decomposes rapidly upon warming. The
bonding in HArF can be understood as a charge-transfer complex, rather
than as traditional covalent bonding, effectively revealing the borderline

nature of argon's role in chemical participation.

Radon compounds are known mostly in theory, because both the strong
radioactivity and the minute quantity of radon precluded experimental
studies on these materials. Radon is expected to form a variety of
fluorides (RnF2, RnF4, and perhaps RnFs) that are more stable than their
xenon analogues, oxides, and oxofluorides according to computational
studies. The expected properties of these compounds follow from the fact
that radon is the most reactive noble gas, with its low ionization energy
and substantial relativistic effects. Hydrides of noble gases are an
interesting class that are of potential interest to astrochemistry.The
following is a broad overview of their chemistry and reactivity. Noble
gas matrices have been used to prepare species such as HXeOH,
HXeCCH, HXeBr, and HXeCN. These compounds typically possess a
H-Ng-Y (Ng = noble gas, Y = electronegative group) motif and are
stable only at cryogenic temperatures, with decomposition at elevated
temperatures. One of the distinct classes of compounds where noble
gases are held as cages in a crystalline structure, these gases do not
actually form traditional chemical bonds, they're just physically trapped.
All noble gases form clathrate hydrates with water under the proper
pressure and temperature conditions. All of these complexes have
potential application in gas storage and separation technologies.
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Positive and negative ion species of noble gases indicate that these
elements may take part in ionic and covalent intermolecular bonds given
the right conditions. Examples are dimensonesia ions Xe>", Kr:* and
Ar*, stable species in the gas phase and in some solid-state
environments. Xeons cations: Xe" and Xe** and many others including
the formation of compounds: Xe:>"[Sb2F11]™ and others are important in
plasma chemistry. Noble gas coordination compounds described their
ligand in coordination complex, most often those of xenon. Compounds
such as [RuFs(XeF:)]” and [AuXes]*"(Sb2Fii7). demonstrate xenon's
ability to act as a Lewis base and donate electron density to transition
metal centers, similar to more traditional ligands. Theoretical predictions
have yet further widened the space of possible noble gas compounds,
with suggestions that NeF., HeF. and other specimens under extreme
pressures can redistribute electron density in atomically useful ways.
These predictions, made possible with advanced computational
approaches, inform experimental efforts and improve our understanding
of the limits of bonding in chemistry. The diversity of noble gas
compounds—from relatively stable xenon fluorides right through to
transient argon species only observed under specialized conditions—
demonstrates the remarkable versatility of chemical binding. The
periodic table illustrates that rather than being mutually exclusive
categories of "reactive" versus "unreactive" subsets of elements, bonding
tendencies exist on a continuum, with noble gases positioned at one end
of the spectrum as the least reactive (but not wholly unreactive, to be

accurate) elements.

1.6 Applications and Implications of Noble Gas Chemistry

The recent breakthroughs in the discovery and development of noble gas
compounds exceed mere academic curiosity and have found widespread
applications in various scientific fields and technological areas, while
fundamentally revolutionizing our understanding of chemical bonding.
The role of xenon compounds as selective fluorinating reagents is well

established in synthetic chemistry. Xenon difluoride (XeF2:) is a mild,
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electrophilic fluorinating reagent for organic substrates, selective, easy to
handle, and an alternative to elemental fluorine. This application takes
advantage of the partially reversible reactivity of the Xe-F bond, which
can deliver fluorine to electron-rich substrates under mild conditions,
with the formation of xenon gas as innocuous by-product. Noble gas
chemistry has found applications in medicine, particularly in diagnostic
imaging. Xenon-129 hyperpolarized magnetic resonance imaging (MRI)
enables increased contrast enhancement in studies of the lungs and brain
where current contrast agents are insufficient. Unique electronic
properties of xenon nuclei, coupled with hyperpolarization techniques,
generate signals thousands of times stronger than normal and allow for
the visualization of structures and functions that previously could not be

accessed in medical imaging.

Methods for the incorporation of noble gases into specialized
frameworks have proven advantageous for materials science. Meta-
stable Xenon Oxide Crystal: Calcareous biominerals (inner-product sea
urchin test, siliceous (diatom) flora, bone and teeth (collagen), silicates
(zeolite), metal-organic frameworks)lnoue, T.; Tsunoda, M.
Metal-Organic Frameworks with Metal Axes to Them: Combinatorial
Synthesis of Chemically Diversified Acidic Properties for Heterogeneous
CatalysisMetal—organic layersHigher adsorption capacity (for gases and
others), catalytic properties, sensors, and others can be built using
zeolites and metal—organic frameworks, which incorporate Xenon atoms.
These materials take advantage of the polarizability and local electronic
environment sensitivity of xenon, making them promising for a range of
applications from gas separation to molecular recognition. Krypton and
xenon isotopes are used as tracers in atmospheric chemistry and
oceanographic studies, as well as in groundwater application, among
others. These elements are chemically inert and rare in nature, making
them excellent physical (but not chemical) tracers of physical processes.
In addition, radioisotopes such as krypton-85 act as indicators of nuclear
activity and environmental activation. Noble gas chemistry has been

profoundly important in a theoretical sense. The synthesis of xenon
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compounds forced a reevaluation of the octet rule from a dogmatic law
to a valuable guide to reactivity that could have exceptions and
exclusions. These was a paradigm shift that opened the door to explore
other so-called immutable concepts in Chemistry, leading to a more
nuanced concept of chemical bonding that account for a variety of bond
types rather than black and white categories.

Noble gas compounds have provided challenges which have tested the
refinement of quantum chemical models. The behavior of these elements
at the edge of reactivity provides stringent tests of computational
methods, spurring developments of the theoretical treatment of electronic
structure. Through its embryo, modern computational chemistry has both
unraveled existing (or at least discovered) noble gas compounds and
forecast new ones, paving the way for experimental work in this sticky
area. In models of planetary atmospheres and interstellar environments,
astrochemistry has incorporated noble gas chemistry. This new
understanding about noble gas reactivity will help to interpret
compositional anomalies in planetary atmospheres and shed light on the
chemical evolution of celestial bodies. Under the right conditions,
compounds like HArF might form in the upper atmospheres of gas
giants or in interstellar clouds. Noble gas chemistry has revolutionized
the very concept of chemical bonding. The realization that even the most
"inert" elements can bond under right conditions has resulted in a more
continuous description of chemical interaction, which has progressively
blurred the distinction between "bonding" and "non-bonding," frequently
yielding a spectrum of bond strengths and types. < In this view, bonding
behavior is a product of environmental conditions (molecular and
atomic); the kinetic versus thermodynamic nature of chemical processes
is considered. Engagement from an educational perspective should not
be undermined. The story of noble gas compounds, their journey from
theoretical impossibility to experimental reality, is an inspiring testament
to scientific progress. It illustrates how existing theories adapt in light of
evidential challenges and how scientific understanding progresses by
questioning core assumptions. This story offers an accessible example of

paradigm shifts in scientific thought.

14
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1.7 Chemistry of Xenon Compounds

Noble gases were long believed to be chemically inert elements, owing
to the complete filling of their outer valence electron shell, rendering
them extraordinarily stable over the past several decades. This paradigm
was shattered, however, (XePtFs). This landmark finding ushered in a
whole new era of inorganic chemistry, especially with respect to xenon,
which has since turned out to be the most reactive noble gas when it
comes to forming stable compounds. The compelling chemistry with
xenon -- including both the formation of compounds with highly
electronegative elements such as fluorine and oxygen (made possible by
its relatively small ionization energy and relatively large atomic size) --
provides diverse classes of compounds from the simple to the complex,

with some of these compounds finding uses in industry and medicine.

F ) F
(a) XeF, : “xe” = Square planar

F‘/‘Q\“F
T
(b) XeF, F?\}(e’é_; > Distorted
F/Ii,\.F octahedral
: F\\EKF — Sgquare
(©) XeOFs = L ~I™\F  pyramical

=0

(d) XeO, : o7 = Pyramidal

Formation and Stability of Xenon Oxides
Xenon Dioxide (XeO:)

XeO: is usually prepared by selective hydrolysis of xenon tetrafluoride
(XeFa4) or partial reduction of xenon trioxide (XeOs). These approaches,

nevertheless, result in very small quantities of the pure compound, as
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XeO: thus formed readily disproportionates to elemental xenon and
XeOs or further oxidation products that can be higher xenon oxides. This
intrinsic instability substantially restricts its practical implementations
and full exploration. XeO: is thermodynamically unstable due to the
unfavorable energy balance between the Xe-O bonds and the very strong
driving force to form the extremely stable molecule O.. However, the
Xe-O bond enthalpy (125 kJ/mol) can not compensate the energy release
from O=0 bond formation (498 kJ/mol) so that decomposition is more
favored energetically. Moreover, xenon gas liberation has an
advantageous entropy contribution to the overall free energy change.
Although it is not very stable, XeO: is a powerful oxidizing agent and it
reacts violently with reducing agents. When heated above -30°C, the
compound undergoes explosive decomposition to yield oxygen and
elemental xenon. This thermal sensitivity requires the use of optical
cooling methods of approaching cryogenic temperatures for any

experimental studies.

Xenon Trioxide (XeOs)

Xenon trioxide (XeOs) is one of the better known xenon oxides and is a
colorless crystalline solid with highly explosive characteristics. XeOs is

usually prepared by carefully hydrolyzing xenon hexafluoride:

XeFs + 3H.0 — XeOs + 6HF

This reaction needs to be performed under very carefully controlled
conditions to avoid an explosive decomposition of the product.
Hydrolysis is generally done at low temperatures (0-25 °C) and under
strict control of the relative humidity (RH), because excess water can
cause unwanted reactions producing perxenate ions. The unstable nature
of XeO:s is attributed to its highly endothermic nature with a (AH®Y) of
around +402 kJ/mol. This thermodynamic instability is expressed by
extreme sensitivity to mechanical shock, heat, and chemical reduction.
XeOs undergoes explosive decomposition to xenon gas and oxygen gas
as per the following reaction:

16
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2XeOs — 2Xe + 302

The subsequent decomposition of XeOs releases an enormous amount of
energy (= 510 kJ/mol) rendering XeOs as one of the most potent
oxidizing agents known. It reacts violently with organic materials,
igniting on contact in many cases, and oxidizes many inorganic
chemicals with great enthusiasm. Such attributes considerably restrict its
useful thresholds beyond the limits of those niche laboratory scenarios
and pose a major hazard for any person dealing with XeOs| Despite
this, XeOs remains a valuable precursor for producing xenate ions
(XeOs?") and perxenate ions (XeOs*") via controlled reactions with basic
solutions. The water-soluble ions formed with Protons are more stable
than XeOs itself and can be used for strong oxidation reactions and

specialty analytical chemistry.

Xenon Tetroxide (XeQ.)

The highest oxide of xenon, xenon tetroxide (XeOa), is a highly
unstable, colorless gas at room temperature. Its synthesis is still
extraordinarily difficult because it is so unstable, tending to violently
decompose. Hypothetically, the preparative routes include the oxidation
of lower xenon oxides or the reaction of ozone with xenon trioxide
although the practical implementations are hindered by significant safety
hurdles. From a thermodynamic point of view, XeOs is even less stable
than XeOs, with a highly positive enthalpy of formation of more than
+500 kJ/mol. Such extreme endothermic character leads to outstanding
instability, with XeOs decomposing explosively already below -35°C.

The decomposition proceeds according to the following reaction:

XeOs — Xe + 202

The breakdown releases tremendous energy, rendering XeOs an
extraordinarily potent compound, one that cannot be stored and handled
safely in meaningful amounts. The instability of the compound is

attributable to both the relatively weak Xe-O bonds and the highly
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favorable formation of O. molecules with their strong O=0O bonds. The
computational study indicates the extreme oxidizing ability of XeOs,
even more than peroxides and ozone. Most of these properties are largely
theoretical, however, owing to the experimental difficulties in preparing

and managing the material.

Comparative Stability and Trends in Xenon Oxides

Xenon oxides are markedly less stable as the oxidation state of xenon
increases in the order — XeOs > XeO2 > XeOa. This trend illustrates the
growing difficulty the xenon atom has to shield more oxygen atoms,
leading to a further rise in the oxygens' formal charge, as well as one for
the central xenon atom. the pure oxides is almost negligible, but their
ionic forms in an aqueous solution possess high stability. Xenate
(XeOs?), perxenate (XeOs*), and orthoperxenate (XeOs®) ions are
more stable in basic solutions, unlike the trend seen in neutral oxides.
This reversal is due to better charge distribution and solvation effects in

ionic species.

The reductive standard potentials for xenon oxides are predominantly
highly positive, which suggests that these species are potent oxidizers.
The oxidation of XeOs to Xe has a standard potential of +2.1 V (=
power oxidizer). This property makes xenon oxides potentially useful in
targeted oxidations, especially for organic synthesis and materials
science applications, even though they are difficult to handle. Theoretical
studies (2)(3)(4)(5) suggest that bonding in xenon oxides involve
substantial ionic as well as covalent contributions. With an
electronegativity of 3.5 for oxygen and 2.6 for xenon, the polarity of the
Xe-O bonds is considerable. (B) The bonding involves extensive
hybridization of the xenon orbitals, which involves increasing p and d

orbital character as the number of oxygen atoms increases.

Xenon Fluorides: Synthesis and Properties

Xenon Difluoride (XeF2)

18
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Among xenon compounds, xenon difluoride (XeF:) is the most stable
and better studied. For the first time, Abu-Omar and Zhang produced a
versatile compound of a noble gas, which could be a breakthrough for
noble gas chemistry, and it offers a point of interest and availability for
laboratory laboratories to be able to perform demonstrations on noble gas
reactivity. XeF. synthesis can be carried out in several ways, the
simplest of which being the direct reaction between xenon and fluorine

gases:

Xe + F, — XeF-»

The reaction occurs at room temperature under controlled conditions
(typically in a 1:1 stoichiometric ratio of xenon to fluorine at pressures of
1-3 atmospheres). Or, XeF: can be prepared using photochemical routes,
with xenon and fluorine gas mixtures exposed to ultraviolet light to
provide a source of radicals that can then react. It allows for more
control over the reaction conditions but has the downside of needing
specialized equipment. Xenon and fluorine gases are respectively
introduced into a flow reactor system and directed through a reaction
chamber where conditions are maintained at roughly 400 °C—the typical
conditions for industrial preparation of xenon difluoride—which allows
for continuous production. The product is then rapidly cooled to help
avoid decomposition or formation of higher fluorides. The bond
character in XeF: is subject to greater hybridization of the xenon atomic
orbitals. Most bonding models accepted at the present suggest that the
xenon valence electrons are within orbitals with hybridization
characteristically high in p, and that the bonding occurs mainly through
overlap between these orbitals and fluorine 2p orbitals. The resulting
molecular orbital diagram has strong ¢ bonds between xenon and

fluorine, while the lone pairs occupy non-bonding orbitals.

XeF: acts as a powerful reactant, with a complex and diverse reactivity.
It acts as an effective fluorination agent that can insert fluorine atoms
into either organic or inorganic compounds in milder conditions. This is

especially wuseful in pharmaceutical synthesis as more standard
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fluorinating agents may be too aggressive or non-selective. XeF. can
perform ortho and para addition to aromatic compounds, a reaction that
would be difficult to accomplish by other means. In aqueous solutions,
XeF: hydrolyzes to xenon, oxygen, hydrogen fluoride and minor xenon

oxides:

2XeF2 + 2H.O — 2Xe + Oz + 4HF

The reaction involves multiple intermediates, such as xenon oxyfluorides
(XeOF2, XeO:F2) and shows a thermodynamic tendency to form stable
bond between Xe-Xe and O-O, instead of maintaining the Xe-F bond in
the presence of water. XeF: is also a Lewis acid and can accept electron
pairs from appropriate Lewis bases to form adducts. For example, it can
form stable complexes with nitrogen bases including pyridine and
trimethylamine. The Lewis acidity is due to the fact that the xenon atom
can expand its coordination sphere through vacant orbitals, a behavior
that runs counter to the traditional view of noble gases as chemically
inert species. In terms of thermodynamics, after kcal higher is always
stable with respect to its available formation reaction (the (AH®?) equals
to about -167 kJ/mol. Due to this favorable formation energy, it displays
relatively good ambient stability and can be stored in suitable containers
(generally fluoropolymer vessels to prevent the chemical from attacking

glass or metal) for long durations.

At high temperatures (>200°C), XeF. decomposes at a slow rate,
yielding gas-phase xenon and fluorine. This reason is thermal stability, it
can be handled under common laboratory conditions without specific
cooling requirements so that it has become the xenon compound of
choice for educational demonstration purpose as well as many practical

applications of synthetic chemistry.

Xenon Tetrafluoride (XeFs4)

Xenon tetrafluoride (XeFs) is the second most stable xenon fluoride and

appears as a crystalline solid that is colorless, with a sweet odor occurs at
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much higher pressures and temperatures than those utilized for
difluoride synthesis, indicative of the greater energy involved in forming
the additional Xe-F bonds. The most common synthetic method is

simply a direct reaction between xenon and fluorine gas:

Xe + 2F> — XeFa

This type of reaction is generally performed at 300-400°C with 6-10 atm
and in excess of fluorine. That leads to more forcing conditions,
ensuring that reaction progresses past formation of XeF: to produce the
desired tetrafluoride product. This process is very exothermic, making
temperature control challenging, as overheating can lead to explosive

reactions.

Other synthetic methods are the disproportionation of XeF. at high T
and P:

2XeF. — Xe + XeF4

But this gives less pure products and is also less effective than direct

synthesis.

This leads to a more extensive hybridization of the xenon orbitals than
we see in XeF.. According to the accepted model, this involves
considerable participation of xenon's 5s, 5p, and 5d orbitals to form
hybridized orbitals that overlap with fluorine's 2p orbitals. The final o-
bonding scheme that emerges is roughly four c-bonds between xenon
and fluorine with the lone pairs occupying non-bonding like orbitals.
XeFa4 is even more powerful of a fluorinator (chemically) than XeF-,
allowing fluorination of more resistant substrates. It vigorously reacts
with water to give xenon oxyfluorides, hydrogen fluoride, and ultimately

xenon oxides:

XeFs + 2H20 — XeO:F: + 4HF XeO2F: + 2H.0O — XeOs; + 2HF
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To the best of your knowledge, XeFa is a new fluorinating and oxidizing
agent in non-water system to oxidize lower oxidation state metals with
fluorine atoms. For example, it has the ability to directly convert copper

metal into copper(Il) fluoride:

2Cu + XeF+ — 2CuF: + Xe

XeF4 is also a Lewis acid, forming adducts with fluoride ions, giving rise
to the XeFs  anion, which possesses square pyramidal geometry. It
shows that the valence shell of xenon is capable of being expanded,
allowing for a larger coordination sphere and the ability to accept
additional fluoride ions. XeF. decomposes at temperatures exceeding 300
°C, with the major reaction products being xenon and fluorine, although
some disproportionation into XeF. and XeFs can happen in certain
situations. Sensitivity of the compound to moisture requires storage in
dry containers made of fluorinated polymer to avoid hydrolysis and

reactions with container materials.

Xenon Hexafluoride (XeFs)

Xenon hexafluoride, XeF 6, is the highest fluoride of xenon and a
colorless crystalline solid that sublimes easily. The synthesis of XeF6
needs the most extreme conditions of all xenon fluorides because of the
huge energy needed to create six Xe-F bonds. The conventional
preparation involves direct reaction of xenon with excess fluorine at

high pressure and temperature:

Xe + 3F> — XeFs

This reaction normally takes place at 250-300°C, a pressure of >50
atmospheres and an excess of F gas. The stringent conditions required
for this synthesis also demonstrate that as the coordination number
increases, forming more Xe-F bonds become progressively more

arduous. An alternate method of synthesis is the fluorination of lower

22
MATS Centre for Distance and Online Education, MATS University



xenon fluorides with strong fluorinating agents like krypton difluoride

(KI'Fz)Z
XeF+ + F2 — XeFs

This approach, however, generally results in higher purity materials and

demands specialized machinery and processing workflows.

Structurally, XeFs is an interesting outlier to simple applications of
VSEPR. Although VSEPR theory would predict a perfect octahedral
arrangement for six bonding pairs and one lone pair, structural studies
show a more complex answer. XeFs has a distorted octahedral isomer
with reduced symmetry in the gas phase having closer to Cs, point group
symmetry than Oh symmetry. Interestingly, it exists as a polymer in the
solid state, forming long cables of flanked xenon atoms linked with
bridging atoms of fluorine. This polymeric network may be considered
as a sequence of XeFs" cations and F~ anions shifted, which is in
accordance the strong disposition of the XeFs donor. Due to the
complexity of the structure of XeFs, the Xe-F bond lengths in the
compounds of XeFs fall between 1.89-2.05 A, thus, giving rise to greater

variability than in the lower fluorides.

XeFs 1s very much like that at the atomic level — a carbon atom uses its
sp? and p-orbitals for bonding, while xenon uses large portions of both
its 5s orbitals, 5p orbitals, and so on, hybridizing many orbitals of xenon
in complex bonding. This leads to a complex resulting molecular orbital
structure, with significant delocalization of electron density across the
molecule. This significant circular orbital mixing allows for the high
number of fluorine atoms around xenon. It turns out that this hydrolysis
cascade produces xenon trioxide, an extremely unstable and explosive

species by itself.

It also shows interesting acid-base behavior as XeFs. In anhydrous
hydrogen fluoride solutions, it serves as a fluoride acceptor (Lewis acid),

yielding the XeF;  anion (pentagonal bipyramidal geometry). By
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contrast, when paired with strong fluoride ion acceptors like antimony
pentafluoride (SbFs), XeFs can act as a fluoride donor (Lewis base),

generating the cation XeFs*:
XeFs + SbFs — XeFs"SbFs~

This amphoteric nature highlights the versatility of xenon coordination
that can take multiple oxidation states. Thermodynamically, XeFs is the
least stable of the xenon difluoride and xenon tetrafluoride species - it
still (AH°f) at about -294 kJ/mol. However, despite this positive
formation energy, XeFs is highly reactive because of its strong oxidative
character and steric strain associated with harboring six fluorine atoms
around a xenon center. XeFs starts decomposing upon heating above
50°C, and the first decomposition product is XeFs and fluorine gas. This
thermal instability requires it to be stored at low temperatures, usually
below 0°C, in containers specifically constructed from nickel or Monel
metal, which develop a passive fluoride layer that inhibits further

reaction.
Comparative Analysis of Xenon Fluorides

Important trends in noble gas chemistry can be observed in the series of
xenon fluorides (XeF2, XeF4, XeFs). With more fluorine atoms, physical

and chemical properties show systematic changes:

* Thermal Stability: The thermal stability of these compounds
follows the trend of XeF. > XeF.s > XeFs with their
decomposition temperatures around 200°C, 100°C, and 50°C
respe ctively. This trend mirrors the delocalization stability as
increasing number of fluorine atoms surround the xenon centers
and add strain and repulsion in the system.

* Bond Lengths: Average Xe-F bond length decreases from XeF:
(2.00 A) to XeFs+ (1.95 A) to XeFs (1.89-2.05 A, shorter
equatorial bonds) due to increasing ionic character and stronger

bonding with increasing oxidation state of xenon.
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* Melting/Sublimation Points: The melting points are non-linear
with respect to the ordering: XeF. (129°C), XeFa (117°C), and
XeFs (49°C). This is due to the fact that melting point describes
intermolecular forces, and XeFs has a larger molecular geometry
with weaker intermolecular forces, resulting in a lower melting
point.

* Chemical Reactivity: Reactivity with fluorine increases
markedly in this series and XeFs is the most powerful fluorinating
and oxidizing agent in this series. This increasing reactivity
scales with the increasingly positive charge on the xenon center,
which confers electrophilicity.

* Acidic/Basic Behaviour: Lewis acidity increases across the
series with XeFs playing the role of the best fluoride ion acceptor.
In another direction, there are stronger Lewis acid than of any
other fluoride, can be detected, this has also the strongest Lewis
donor behavior at the time of record; this shows amphoteric
character.(Ref:Coming again: Amthor, M., Novoselov, A. et al.

p888/2019

From a synthetic angle, all three xenon fluorides can be made directly
from the elements, but the conditions necessary become increasingly
extreme with the increase in fluorine content. This scaling of reaction
conditions mirrors the rising energy cost associated with the growth of
new Xe-F bonds and the increasing thermodynamic instability of
products with respect to the elements. As they must be of practical use,
the three fluorides provide a window of reactivity options for synthetic
chemists. XeF: offers mild and selective fluorination functionality
appropriate for sensitive substrates, whereas XeFs is of intermediate
reactivity in instances in which resistance is encountered, and XeFs is a

highly potent fluorinating agent for the hardest-to-react substrates.

The difference in reactivity is also evident in their tendency toward
different solvents. All three compounds react with water and the usual

organic solvents; however, the speed and violence of these reactions
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increases dramatically from XeF: to XeFs. With the reactivity gradient
described here it is easy to see why the handling protocols have to
become more and more stringent, with the lattermost species being

housed in specialized labs with stringent safety protocols in place.

Structure and Bonding in Xenon Compounds

VSEPR Theory Applications

XeFa is an example of an AX4E: species (four bonding pairs, two lone
pairs). APPARATUS-9.0.2 and VSEPR predict a square planar
geometry, whereby the lone pairs occupy axial positions in an
octahedral molecular geometry. This geometry minimizes repulsion
between bonding and non-bonding electron pairs. In addition, the 90° F-
Xe-F bond angles suggest a perfectly square arrangement in the plane
and the lone pairs above and below the molecular plane provide unique
electronic environment which we believe can drive the reactivity of the
compound. In the case of the xenon oxides, VSEPR predictions hold as
XeOs 1s pyramidal, with AX3E: geometry and XeOea is tetrahedral This is
due to the important implications that geometry has on the spectroscopic
properties, stability and reactivity trends of the compounds. Interestingly,
this also works for predicting the geometries of mixed xenon
compounds like xenon oxyfluorides. an oxygen, which is in accordance
with what would be predicted by VSEPR theory, since here we have an
AXsE: and one of the X types is an oxygen instead of the expected

fluorine.

Check your progress

1. Write the electron configuration of Argon.

2. Define oxidation and reduction in terms of electron transfer.
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1.8 Summary

Noble gases (Group 18 elements: He, Ne, Ar, Kr, Xe, Rn, Og) are characterized by a
completely filled valence shell configuration (ns? np¢, except He with 1s?). Because of
their stable electronic structure, they were long considered inert. However, heavier
noble gases (mainly Xe and Kr) form compounds under extreme conditions due to
their relatively low ionization enthalpies. Xenon forms stable fluorides (XeF2, XeFa,
XeFs) and oxides (XeOs, XeOs), which act as strong oxidizing agents. Krypton forms
limited compounds like KrF2, while argon forms very rare species (e.g., HATF).
Helium and neon remain chemically inert. Noble gases are also used in practical
applications such as helium in cryogenics, argon in welding, and neon in
lighting.Redox reactions (reduction—oxidation) involve simultaneous electron transfer
processes: oxidation is the loss of electrons (increase in oxidation number), while
reduction is the gain of electrons (decrease in oxidation number). These reactions are
central to energy production, corrosion, combustion, photosynthesis, and
electrochemistry. They are analyzed using the concept of oxidation numbers and
balancing by ion—electron method. Noble gas compounds themselves often act as
oxidizing agents in redox reactions, for example, xenon fluorides liberate O- from
water. Thus, the study of noble gases connects directly with redox chemistry through
their unusual ability to undergo electron transfer in compound formation.

1.9 Exercise questions :
1.9.1 MCQs

1. Which noble gas forms the most stable compounds with fluorine?
a) He
b) Ne
c) Xe
d) Ar

2. The oxidation number of Xe in XeFs is:
a) +2
b) +4
c) +6
d) +8

3. In aredox reaction, the species undergoing oxidation:
a) Gains electrons
b) Loses electrons
c¢) Decreases oxidation number
d) Acts as oxidizing agent

4. Which noble gas is used in cryogenics due to its very low boiling
point?
a) Ar
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b) He

c) Kr

d) Ne

5. Identify the oxidizing agent in the reaction:
XeF2 + H:0 — Xe + HF + 02

a) XeF:
b) H20
c) HF
d) O
Answerkey
1 ¢)Xe
2 ¢)t6
3 b) Loses electrons
4 b)H
5 a)XeF:

1.9.2 Short Answer

—_

Explain why Xe forms compounds but He and Ne do not.
2. Differentiate between oxidizing agent and reducing agent with an
example.
3. Write balanced redox equation for:
Fe** — Fe** and Cr207~ — Cr** in acidic medium.
4. What is the significance of noble gases in lighting and lasers?
Why is XeOs a powerful oxidizing agent?

e

1.9.3 Long Answer

1. Discuss the preparation, properties, and structure of xenon
fluorides. Explain their role as oxidizing agents.

2. Explain the concept of redox reactions with reference to
oxidation number. Illustrate with suitable examples.
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2.1 Introduction

Although VSEPR theory can accurately predict the shape of the xenon
compounds, to gain a more detailed insight into the electronic structure
and bonding, it is necessary to use molecular orbital theory. The
bonding in xenon compounds involves a considerable degree of atomic
orbital hybridization, including contributions from the 5s, 5p and (in
certain cases) 5d orbitals of xenon. The bonding in XeF. can be
explained by sp*d hybridization, involving the 5s, 3p and 1d orbital of
xenon, which hybridize to form five hybridized orbitals. Four of these
hybridized orbitals form ¢ bonds with the 2p orbitals of fluorine, and the
other three hybridized orbitals hold the lone pairs. This model of
hybridization accounts for the linear geometry and the experimental Xe-
F bond strength. This model is supported by spectroscopic studies,
which have shown that the photoelectron spectra have electronic

transitions consistent with the proposed orbital structure.

XeFa requires more extensive hybridization (sp®d?), as six hybridized
orbitals of xenon formed by mixing two 5d, three 5p, and one 5s orbital

are needed.
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Four of these orbitals are involved in forming ¢ bonds with fluorine (the
other two accommodate the lone pairs). This hybridization scheme
accounts for the square planar geometry as well as the somewhat shorter
Xe-F bond length compared to XeF.. More d orbitals participate in the
formation of the bond which strengthens the bonding and allows the
insertion of some fluorine atoms in addition to the molecular structure.
The most complicated case is XeFs, which undergoes sp*d* hybridization
of the 5s, 3 5p, and 3 5d orbitals of xenon. This intense hybridization
enables the formation of six ¢ bonds with fluorine atoms while one of
the hybridized orbitals accommodates the lone pair. Nevertheless, it
should be noted that the difference between bonding and non-bonding
case of XeFs, where there is a substantial degree of orbital mixing and
electron delocalization near or at the transition state, where Xe reacts
with F2, leading to XeFs formation. This electronic flexibility explains
part of the reason that XeFs is less distorted geometrically than simple

VSEPR would suggest.

the xenon fluorides, where the large electronegativity difference between
xenon and fluorine produces significant charge separation. In the case of
XeF, the calculated charge distribution shows the xenon atom to carry a
charge of about +1.5, with -0.75 on each fluorine atom, which is the

source of the bonding polarity.
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2.2 Objectives

Through this study, learners will be able to:

1. Understand how VSEPR and MO theories together explain the
shapes and bonding patterns of xenon fluorides such as XeF-,
XeFa, and XeFe.

2. Explain the role of hybridization (sp*d, sp*d?, sp*d®) in
determining molecular geometry, bond strength, and electron
distribution in xenon compounds.

3. Analyze how electronegativity differences between xenon and
fluorine lead to charge separation and bond polarity.

4. Describe how lone pairs on xenon influence molecular
geometry, intermolecular interactions, and the physical properties
(e.g., melting point, crystal structure) of xenon compounds.

5. Examine how bonding patterns contribute to secondary
interactions and reactivity, such as the formation of cationic
species (XeF*, XeFs*, XeFs") in reactions with Lewis acids.

2.3 Structural Consequences of Bonding Patterns

Fascination of xenon compounds derives from the unique bonding
characterised by xenon that results in unique structural features, that
Xenon's lone pair occupancy leads to asymmetric electron distributions,
thus influencing the molecular configurations, intermolecular forces, and
reactivity. Lone pairs are also involved in intermolecular interactions in
the crystal structures of xenon compounds and form secondary bonding
networks that stabilize solid-state arrangements. In XeF:, for instance,
two fluorine atoms from one molecule interact with the electron-deficient
ends of two xenon atoms from another adjacent molecule to produce a
zigzag chain pattern. These weak but significant interactions explain the
relatively high melting point XeF: (129°C) compared to what might be
expected for a simple molecular compound.

XeFs forms layers of the square planar molecules stacked
crystallographically in a structure where the lone pairs of each xenon
atom point towards areas of low electron density in neighbouring layers.
Such a arrangement allows better electrostatic equilibrium by having
lone pairs as far as possible from each other. The crystal structure that is
formed enables XeFa to have physical properties that render it thermally
stable and sublime. In addition to lone pairs, the areas of elevated
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electron density can play a role as sites for nucleophilic attacks in
chemical reactions. Such nucleophilicity is responsible for the ability of
the xenon fluorides to behave as fluoride ion donors in their reactions
with strong Lewis acids to produce cationic species such XeF* from
XeF2, XeFs" from XeFs, and XeFs* from XeFs. The cationic species
retain geometries matching well with the arrangements of their electron
pairs predicted by VSEPR, providing additional support for the
applicability of this model of bonding to xenon chemistry.

Although there are no direct methods for determining lone pairs, the
bond angles in xenon compounds indirectly provide evidence for the
influence of lone pairs on the geometry of the two species. For example,
in XeOs, the bond angle between the three oxygens around xenon is
approximately 103°, which which reflects the increased repulsive effect
of lone pairs compared with a bonding pair. Likewise, in xenon
oxyfluorides such as XeOF, the O-Xe-F bond angle is not equal to the
F-Xe-F bond angle, which can be attributed to the differences between
the bonding and sterics of oxygen and fluorine in addition to their sterics

and bonding of lone pairs on xenon.

Check your progress

1. Define bond order.

2.4 Summary

Molecular Orbital Theory (MOT): Atomic orbitals combine to form
molecular orbitals (bonding and antibonding) that extend over the whole
molecule. Electron filling follows Aufbau, Pauli, and Hund’s rules. Bond
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order = 2(Nb — Na), predicting stability and magnetic properties (e.g., Oz
is paramagnetic with bond order 2). Hybridization: Mixing of atomic
orbitals of similar energy gives equivalent hybrid orbitals with specific
geometry: sp (linear, 180°), sp? (trigonal planar, 120°), sp* (tetrahedral,
109.5°), spd (trigonal bipyramidal), sp3d®> (octahedral), etc. Explains
shapes of molecules like CHa (sp?), BFs (sp?).

2.5 Exercise questions

2.5.1 Multiple Choice Questions

1. According to MOT, bond order of N> molecule is:
a)2
b) 3
c)4
d)2.5
2. Which of the following molecules is paramagnetic?
a) N2
b) O
c) CO
d) F2

3. In BF;, the central atom undergoes:
a) sp’
b) sp?
C) sp
d) sp*d
4. Hybridization of central atom in SFs is:
a) sp*
b) sp*d
c) sp*d?
d) sp*d®
5. Which molecular orbital has the lowest energy among the
following?
a) o(1s)
b) o*(1s)
c) m(2px)
d) c*(2pz)

Answerkey

b) 3

b) O:
b) sp?
c) sp*d?

b
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g{%&é%} 2.5.2 Short Answer
1. Explain why O: is paramagnetic on the basis of MOT.
INORGANIC AND 2. Distinguish between bonding and antibonding molecular orbitals.
PHYSICAL 3. Write the hybridization and geometry of NHs. How does lone pair
CHEMISTRY affect bond angle?

4. Calculate bond order of O>" and O>". Compare their stability.
5. Explain with example how hybridization explains molecular
shape (take CHa or BF3).

2.5.3 Long Answer

1. Discuss the postulates of Molecular Orbital Theory. Apply it to
02 and CO to explain their bond order and magnetic nature.

2. Explain the concept of hybridization in detail with types,
geometries, bond angles, and one example each.
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3. Greenwood, N. N., & Earnshaw, A. (1997). Chemistry of the
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UNIT -3 Oxidation and Reduction Principles

Structure

3.1 Introduction

3.2 Objectives

3.3 Historical Development of Redox Concepts
3.4 Redox Potential: Theoretical Foundation
3.5 Nernst Equation and Concentration Effects
3.6 The Electrochemical Series

3.7 Redox Diagrams and Their Interpretation
3.8 Summary

3.9 Exercise Question

3.10 References and suggested readings

3.1 Introduction

In chemistry, oxidation and reduction reactions are referred to as many
natural and technological processes. Redox reactions are everywhere,
from the rusting of iron to electricity generation in batteries, from
photosynthesis to cellular respiration, and are fundamental to many
chemical processes that sustain life and power our modern world. Central
to these reactions is the notion of redox potential, a quantitative
parameter that reveals the thermodynamic favorability of electron
transfer processes. This chapter focuses on the fundamental principles of
oxidation and reduction, highlights the notion of redox potential and its
practical applications in predicting and comprehending chemical

reactions.

3.2 Objective

1. To understand the fundamental concepts of oxidation and
reduction, including oxidation numbers, electron transfer, and
redox reactions.

2. To apply redox principles in balancing chemical equations,
analyzing electrochemical cells, and solving problems in
analytical and physical chemistry.

3.3 Historical Development of Redox Concepts
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As knowledge of chemistry grew, chemists came to realize that this
oxygen-centered definition was imperfect. Such processes also occurred
in the lack of oxygen. This broadened the definition to oxidation as loss
of hydrogen and reduction as gain of hydrogen. This broader definition
included more reactions, but still couldn't grasp the fundamental nature
of the processes involved. Early 20th century dawn of electronic theory
started the modern redox reaction to gather. This radical idea found
reduction with gain of electrons and oxidation with loss of electrons.
The most general idea, known as electron transfer, explained past visions
and had a mechanism level explanation including a detailed description
of solvent impacts electron transfer, derivation of charge transfer energy
barriers and long-range charge transfer. This fundamental principle can
be remembered with the pneumonic OIL RIG (Oxidation Is Loss,
Reduction Is Gain).

3.4 Redox Potential: Theoretical Foundation

Redox potential represents a quantitative description of electron transfer
process and allows defining the thermodynamic driving force for the
reaction. It is a measure of its affinity for electrons, and a higher value
of E° indicates a greater tendency for the chemical species to gain

electrons and be reduced.

Thermodynamics of Electron Transfer

Thermodynamics of electron transfer processes is largely dictated by
AG, which determines reaction spontaneity. For redox reactions, this free

energy change is associated with the cell potential (E) by the equation:

AG = -nFE

Where:

e AG is the change in Gibbs free energy
e 1 is the number of electrons transferred
o Fis Faraday's constant (96,485 C/mol)
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o E is the cell potential

When E is positive, AG is negative, indicating a spontaneous reaction.
Conversely, when E is negative, AG is positive, indicating a non-

spontaneous reaction that requires energy input to proceed.

The cell potential E represents the driving force for electron transfer and
is determined by the difference in reduction potentials of the half-

reactions involved:

E = E(cathode) - E(anode)

In standard conditions (1 M concentration, 1 atm pressure, 25°C), the
standard cell potential (E°) can be calculated using standard reduction

potentials (E°) of the half-reactions.

3.5 Nernst Equation and Concentration Effects

It is the Nernst equation that relates the concentration of reactants to

products.

Standard reduction potentials are useful indicators but they do not
provide exact values under non-standard conditions, which can be
common in nucleophilic substitution reactions. The Nernst equation
gives the actual cell potential as a function of the standard cell potential

with non standard concentrations, pressures and temperatures:

E=E°-(RT/nF) InQ

Where:

o E is the actual cell potential

o E°is the standard cell potential

e Ris the gas constant

e T is the temperature in Kelvin

e nis the number of electrons transferred

o Fis Faraday's constant

37
MATS Centre for Distance and Online Education, MATS University

[
eady for lif

INORGANIC AND
PHYSICAL
CHEMISTRY



W \\\ f
{ners)

ready for life.

INORGANIC AND
PHYSICAL
CHEMISTRY

e Q is the reaction quotient

At 25°C (298 K), this equation simplifies to:

E=E° - (0.0592/n) log Q

There is therefore a clear relationship between electrode potential with
concentration, and the Nernst equation is of key importance in
understanding how cell potentials vary with change in concentration, and
for predicting the behavior of electrochemical systems under other

conditions.

Relationship to pH and Biological Systems

Many redox reactions occurring in biological systems have been shown
to have a pH dependence, with protons frequently implicated in electron
transfer reactions. Generally, Nernst equation can be adjusted to allow
for pH effects, giving rise to relationships that connect redox potentials

with proton concentration.

For a half-reaction involving protons, such as:

Ox +ne + mH" — Red

The potential can be expressed as:

E =E°-(0.0592/n) log([Red]/[Ox]) - (0.0592m/n) pH

This relationship explains why many biological redox processes are
sensitive to pH changes and highlights the interconnection between

electron transfer and acid-base chemistry in living systems.

Understanding Standard Electrode Potentials (E° Values)

Redox chemistry is underpinned by E° values — standard electrode

potentials. These give a standardized measure of the tendency of
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chemical species to be reduced as they are closely standardised by a

common non-reactive reference point.

Definition and Measurement Standards

The standard electrode potential is the potential difference developed
between an electrode and its solution under standard conditions (1 M for
solutions, 1 atm pressure for gases, 25 °C) measured against the standard
hydrogen electrode (SHE). The SHE is composed of a platinum
electrode dipped in a 1 M H* liquid and is infused with bubbling H> gas
at the pressure of 1 atm. For convenience, this electrode is given a
potential of 0 volts, and all other electrode potentials are recorded

relative to that:

2H*(aq, 1 M) + 2e- — Ha(g, 1 atm) E°=0.00 V

To measure the standard potential for another half-reaction, you build a
galvanic cell with the SHE as one of the half-cells, and the half-reaction
you want to measure as the other half-cell. When appropriately signed,
the measured cell potential gives the half-reaction's standard potential.
In practice, secondary reference electrodes such as the saturated calomel
electrode (SCE) or silver/silver chloride (Ag/AgCl) are typically used
instead, as they are more convenient and stable than the SHE, applying

suitable conversion between the two to convert back to the SHE scale.

3.6 The Electrochemical Series

The standard reduction potentials of various half-reactions, arranged in
order of increasing potential, form the electrochemical series. This series
provides a systematic ranking of the oxidizing and reducing abilities of

chemical species under standard conditions.

Some notable entries in the electrochemical series include:

Lit+e - LiE°=-3.05VK*+e - KE°=-293 VNa*+e — NaE°
=-271VZn*+2¢ - ZnE°=-0.76 V Fe** + 2e- - Fe E°=-0.44 V
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as an oxidizing or reducing agent:

Half-reactions with more positive E° values have greater
tendency to undergo reduction (stronger oxidizing agents)
Half-reactions with more negative E° values have greater

tendency to undergo oxidation (stronger reducing agents)

Interpreting E° Values in Chemical Context

Standard reduction potentials offer valuable insights into chemical

behavior when properly interpreted:

1.

Prediction of spontaneous direction: For a redox reaction, the
half-reaction with the more positive E° value will proceed as a
reduction, while the half-reaction with the more negative E°
value will proceed as an oxidation.

Relative strength of oxidizing and reducing agents: The more
positive the E° value, the stronger the oxidizing agent; the more
negative the E° value, the stronger the reducing agent.
Calculation of cell potentials: The standard cell potential
(E°cell) for a redox reaction is calculated as the difference
between the reduction potentials of the reduction and oxidation
half-reactions: E°cell = E°(reduction) - E°(oxidation)
Thermodynamic favorability: A positive E°cell indicates a
thermodynamically favorable (spontaneous) reaction, while a

negative E°cell indicates an unfavorable reaction.

For example, consider the reaction between zinc and copper(Il) ions:

Zn(s) + Cu**(aq) — Zn**(aq) + Cu(s)

The relevant half-reactions and their standard potentials are:
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e Cu+2¢e -CuE°=+034V
o /Zn*+2¢ —ZnE°=-0.76 V

Since the copper half-reaction has the more positive E° value, copper(Il)
ions will be reduced to copper metal, while zinc metal will be oxidized to

zinc(Il) ions.

The standard cell potential is: E°cell = E°(reduction) - E°(oxidation) =
+0.34 V-(-0.76 V)=+1.10 V

The positive cell potential indicates that this reaction is
thermodynamically favorable and will proceed spontaneously when zinc

metal is placed in a solution containing copper(Il) ions.

Applications in Predicting Feasibility of Redox Reactions

As a predictive tool across chemical contexts, redox potential holds
substantial power to enable scientists and engineers to predict reaction
behaviors, design efficient processes, and even comprehend natural

phenomena.

Predicting Spontaneity of Redox Reactions

As a predictive tool across chemical contexts, redox potential holds
substantial power to enable scientists and engineers to predict reaction
behaviors, design efficient processes, and even comprehend natural

phenomena.

For a redox reaction represented by two half-reactions, the cell potential

is calculated as:

E = E(reduction) - E(oxidation)

If E > 0, the reaction is spontaneous in the forward direction. If E <0, the
reaction is non-spontaneous in the forward direction (but spontaneous in

the reverse direction). If E = 0, the reaction is at equilibrium.
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This predictive capability is invaluable in various contexts, from

understanding corrosion processes to designing effective battery systems.

Consider the classic displacement reaction:

Zn(s) + Cu*"(aq) — Zn*'(aq) + Cu(s)

The standard potential for this reaction is: E° = E°(Cu*/Cu) -
E°(Zn*'/Zn) =4+0.34 V - (-0.76 V) =+1.10 V

The positive potential indicates that zinc will spontaneously reduce
copper(Il) ions under standard conditions. However, copper will not
reduce zinc(Il) ions, as the reverse reaction has a negative potential (-

1.10 V).

Metal Reactivity and Displacement Reactions

The electrochemical series provides a systematic framework for
understanding metal reactivity and predicting displacement reactions. A
more active metal (with a more negative reduction potential) can displace
a less active metal (with a more positive reduction potential) from its salt

solution.

This principle allows us to arrange metals in order of decreasing
reactivity (the reactivity series), which has significant practical

implications:

1. Predicting displacement reactions: A metal higher in the
reactivity series will displace lower metals from their salt
solutions.

2. Hydrogen evolution: Metals above hydrogen in the series (with
E° < 0) will react with acids to produce hydrogen gas, while those
below hydrogen (with E° > 0) generally will not.

3. Extraction metallurgy: The position of a metal in the reactivity

series influences the method used for its extraction from ores.
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Highly reactive metals require electrolytic reduction, while less

reactive metals can be extracted by chemical reduction methods.

Corrosion Mechanisms and Prevention Strategies

Corrosion, particularly of metals, represents one of the most
economically significant applications of redox principles. Understanding
the electrochemical nature of corrosion processes enables the
development of effective prevention strategies. Corrosion typically
involves the oxidation of a metal coupled with the reduction of an

environmental species, commonly oxygen in the presence of water:

Oxidation (anodic reaction): M — M”n+ + ne”- Reduction (cathodic

reaction): Oz + 2H-0 + 4e*- — 40H"-

This electrochemical process can be analyzed using redox potentials to

predict susceptibility and develop prevention strategies:

1. Cathodic protection: By connecting the metal to be protected to
a more active metal (sacrificial anode) or applying an external
voltage, the metal is forced to become cathodic, preventing its
oxidation.

2. Passivation: Some metals form protective oxide layers that
inhibit further corrosion by presenting a barrier to electron
transfer.

3. Corrosion inhibitors: Chemical additives that modify the
electrochemical properties of the metal-solution interface can
reduce corrosion rates.

4. Galvanic series considerations: When two dissimilar metals are
in electrical contact in an electrolyte, the more active metal
(anode) will corrode preferentially, protecting the less active
metal (cathode). This principle is exploited in sacrificial anodes

but must be avoided in structural applications.

Battery Design and Electrochemical Cells
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Redox potentials play a central role in battery design and operation. A
battery consists of electrochemical cells that convert chemical energy

into electrical energy through controlled redox reactions.

The cell potential determines the voltage of the battery, while the specific
chemical systems chosen influence characteristics like capacity,

rechargeability, and longevity:

1. Primary batteries: Non-rechargeable batteries designed for
single use, such as alkaline batteries where zinc is oxidized and
manganese dioxide is reduced.

2. Secondary batteries: Rechargeable systems where the redox
reactions can be reversed by applying an external voltage, like
lithium-ion batteries where lithium ions shuttle between
electrodes during charging and discharging.

3. Fuel cells: Continuous electrochemical systems where reactants
are supplied externally, such as hydrogen fuel cells where
hydrogen is oxidized and oxygen is reduced to produce electricity

and water.

The selection of electrode materials and electrolytes is guided by redox
potentials to maximize cell voltage, energy density, and other desirable
properties. For example, lithium has a very negative reduction potential
(-3.04 V), making it ideal for anode materials to achieve high cell

voltages.

Redox in Biological and Environmental Systems

Redox processes are fundamental to life and environmental chemistry,
mediating energy transformations and material cycles across scales from

cellular metabolism to global biogeochemical processes.

Biological Electron Transport Chains

ETCs are complex redox systems in living organisms that promote
energy capture, transfer, and storage through regulated electron transport.
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The systems consist of an array of electron carriers that are poised in
order of increasing reduction potential to allow for the stepwise transfer
of electrons from high-energy donors to terminal acceptors. In cellular
respiration, electrons from reduced coenzymes (NADH, FADH:) pass
through a series of carriers in the mitochondrial membrane such as
flavoproteins, an iron-sulfur cluster, ubiquinone, and cytochromes. This
flow of electrons powers the pumping of protons (H* ions) across the
membrane, creating a proton gradient that serves as the energy source to
generate ATP, which is the primary energy currency of the cell. The
overall process can be summarized as follos: two coupled redox

reactions, with oxygen as the terminal electron acceptor:

NADH + H* + /20, — NAD* + H.0

The large positive E° value for the O2/H20 couple (+0.82 V) compared to
the NAD*/NADH couple (-0.32 V) provides a thermodynamically
favorable driving force for this process, with the energy difference

captured in the form of ATP.

Photosynthesis and Energy Capture

Photosynthesis also serves as an important biological redox system
where thermodynamically unfavored electron transfers are driven by
light energy to convert CO- and H-O into carbohydrates and O.. The
photosystems harness photons in the light-dependent reactions, exciting
electrons to higher energy states. These excited electrons pass through
electron transport chains resulting in the reduction of NADP* to
NADPH. Meanwhile, water molecules are being oxidized, producing O:

and replacing missing electrons in the photosystems.

Light energy is harnessed in this process into a redox potential

difference from a redox viewpoint:

2H>0 — O2 +4H" + 4e (oxidation, anode) 2NADP* + 2H" + 4e” —
2NADPH (reduction, cathode)

45
MATS Centre for Distance and Online Education, MATS University

[
eady for life

INORGANIC AND
PHYSICAL
CHEMISTRY



W \\\ f
{ners)

ready for life.

INORGANIC AND
PHYSICAL
CHEMISTRY

The NADPH produced serves as a reducing agent for carbon fixation in
the Calvin cycle, where CO: is reduced to form carbohydrates—

effectively storing solar energy in chemical bonds.

Environmental Redox Processes

Redox reactions (reduction—oxidation reactions) underlie many
environmental processes and are central to biogeochemical cycles,

pollution dynamics, and ecosystem functioning:

1. Carbon cycle: The transformation from reduced forms of carbon
(that is, organic compounds) to oxidized forms (CO:) and vice
versa, through processes such as photosynthesis, cellular
respiration, and combustion, is a fundamental redox cycle with
global consequences for climate and productivity of terrestrial
and marine ecosystems.

2. This is because nitrogen can exist in many oxidation states, from
highly reduced forms (NHs, NH4") to very oxidized states (NOs")
(after [16]).

3. Aquatic chemistry: The concentration of dissolved oxygen in
surface water can serve as an indicator of redox conditions and
therefore of which chemical species are acting, which influence
the solubility and mobility of nutrients and pollutants. The
oxidized forms dominate under acrobic conditions, whereas the
reduced state is more common in anoxic systems.

4. Soil chemistry: Redox potential in soils influences nutrient
accessibility, contaminant mobility, and microbial activity.
Waterlogged soils develop reducing conditions conducive to
denitrification, sulfate reduction, and methanogenesistion.

5. Pollution remediation: Redox processes are fundamental to
numerous technology developed specifically for environmental
pollution remediation. Reductive technologies include those
which reduce and immobilize chlorinated organic compounds and

heavy metals in ground water such as zerovalent iron.

46
MATS Centre for Distance and Online Education, MATS University



Redox Enzymes and Catalysis

Enzymes that catalyze redox reactions (oxidoreductases) form one of the
largest classes of biological catalysts and are involved in crucial

processes from energy metabolism to detoxification:

1. Specialization: Dehydrogenases: enzymes that catalyze the
removal of hydrogen atoms (and their electrons) from substrates,
often transferring them to coenzymes, such as NAD" or FAD.

2. Oxidases: Enzymes that catalyze oxidation reactions, commonly
using molecular oxygen as an electron acceptor with the
generation of hydrogen peroxide or water.

3. Reductases: As a reduction catalyst, it delivers electrons from a
donor to an acceptor substrate.

4. Detoxification of hydrogen peroxide: Peroxidases and catalases
catalyse redox reactions that detoxify hydrogen peroxide to
protect cells from oxidative damage.

5. These reactions display outstanding specificity and efficiency due
to the highly sophisticated arrangement of active sites that direct
the electron transfer pathways at the molecular level. Many
contain metal ions or organic cofactors acting as electron relays,
allowing the coupling of thermodynamically unfavorable

reactions to favorable ones.

Biomimetic catalysts for industrial applications based on the principles
of enzymatic redox catalysis, targeting to have high efficiency and

selectivity like biocatalysts, have been developed.

Advanced Applications of Redox Potential

Beyond elemental chemical and biological processes, concepts of redox
potentials are applied in advanced technologies and analytical methods,

enabling innovations and control of chemical transformations.

Optimization of computational cost vs. accuracy for large systems
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[Similarity of packing in both NZ- and SO-derived PFCs] PFCs are
specific crystal structures defined using intermolecular distance metric
functions rather than conventional crystal symmetry; building these
more numerously nascent crystals has great potential.

Considering the reorganization energies and entropic contributions
Establishing trusted benchmarks for method reconciliation

Recent developments in machine learning methods, coupled with ever
more advanced quantum chemical techniques, have great potential to
predict redox properties in a faster and more accurate way, which will
accelerate the discovery and optimization of novel redox-active
compounds and materials.

Pioneering Sustainable Redox Technologies

As the world shifts to more sustainable practices, redox chemistry is at
the heart of the technologies that reduce environmental impact and
resource consumption:

+ Catalysts based on earth-abundant elements: Substituting rare and
expensive metals by more abundant elements in redox catalysts
used for energy conversion and chemical synthesis

* Electrification of chemical processes: Moving from chemical
oxidants and reductants to electricity-driven redox processes
driven by renewables

* Closed-loop redox systems: Redox mediators that are repeatedly
regenerated, not depleted, are also designed

* Biomimetic approaches: From biological redox systems
functioning under ambient conditions and with exceptionally low
wastes

The sustainable redox technologies have the potential to solve some of
the most urgent problems the world faces today, such as climate change,
resource depletion, and environmental pollution, demonstrating the
enduring relevance and diverse applications of redox principles in

solving complex global challenges.

3.7 Redox Diagrams and Their Interpretation
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However, electrochemical systems consisting of multiple oxidation
states of an element are difficult to analyze based simply on standard
reduction potentials. Frost diagrams, Latimer diagrams, and Pourbaix
diagrams are a few such specialized diagrams designed for visualizing
and interpreting these complex redox relationships. These two methods
are complementary and offer distinct perspectives on the redox behavior
and stability of chemical species, making them key markers of electron

transfer reactions and chemistries in a wide range of environments.

Frost Diagrams: Construction and Use in Determining Stability of

Oxidation States

To visualize relative thermodynamic stabilities of various oxidation
states of an element, one utilizes Frost diagrams. They plot the change in
Gibb's free energy of formation of each oxidation state, normalized by
the number of moles of atoms (nG°/mol) versus the oxidation state. This
process is performed a normalization for making the chemiosmotic
coupling between oxidation states independent of their stoichiometry. A
Frost diagram is constructed by calculating the standard free energy
values for each oxidation state. For any oxidation state n, FO value is

calculated as per equation:

nG° = -nF-E°

where n is the number of electrons transferred, F is Faraday’s constant
(96,485 C/mol), and E° is the standard reduction potential of the halt-
reaction that converts the element from oxidation state 0 to oxidation

state n.
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That gives rise to the plot shown here, which includes the redox
chemistry of an element and reveals many important features. The
minima (valleys) represent the thermodynamically stable oxidation
states. These are states that do not tend to be disproportionately
occupied, and they tend to dominate chemical systems. On the other
hand, maxima (peaks) are relatively unstable oxidation states that could

admit disproportionation reactions.

Frost diagram The slope between any two points on a Frost diagram
represents -E° for the half-reaction interchanging the two oxidation
states. If the slope is strongly negative, it indicates a strong oxidizing
agent, while a strongly positive slope indicates a strong reducing agent.
Tendencies towards disproportionation can be discerned at a glance in
Frost diagrams. If an oxidation state is above a straight line connecting
two other oxidation states, it has a thermodynamic tendency to
disproportionate into those states. The driving force of disproportionation

is the vertical distance between the point and the line.
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For example, referring to the Frost diagram for manganese, we can see
that Mn(IIl) and Mn(V) appear above the straight line between the
points corresponding to Mn(Il) and Mn(VII) and this means that they
tend to disproportionate. Mn(II) and Mn(VII), which are identified as
local minima, are relatively stable oxidation states. The diagram shows
that in the case of nitrogen, HNO2 (containing N(III)) is above the line
drawn between N2 (N(0)) and HNO3 (N(V)), which accounts for the
tendency of HNO2 to disproportionate. Frost diagrams allow us to
compare how elements behave in a redox sense with those in a group or
period. They give an immediately visible indication of which oxidation
states are most stable at standard conditions, and which ones may be

prone to undergo redox transformations.

Latimer Diagrams: Representation of Sequential Redox Potentials

Latimer diagrams give a linear view of redox potentials for the different
oxidation states of an element. In contrast to frosts, which plot all
oxidation states on a two-dimensional cartesian graph, latimer diagrams
present reduction potentials in series from most positive to most negative
oxidation state, with standard reduction potentials (E°) indicated
alongside arrows connecting adjacent states. It is easy to construct a
Latimer diagram. The oxidation states are listed horizontally in
decreasing order from left to right. The arrows connecting the two
adjacent oxidation states are labelled with the standard reduction po
tentials (Eo) for half-reactions that convert the higher to the lower
oxidation state. A partial Latimer diagram for chlorine in an acidic

solution, for example, would be:

ClO4~ — CIO3™ — HClO2 —- HOCI — C12 — CI”

With the appropriate E° values labeled on each arrow.
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+6 +5 +4 +3 +2

095V -0.74V

R

Cr6+ 0.55V Cr5+ 1.34V Cr4+ 210V Cr3+ -0.424 V Cr2+

1.72V

1.38V

The difference in reduction potential between oxidation states
corresponds to the etc in a single step reaction or to the their enthalpy
difference. The overall standard reduction potential for a multi-electron
reduction process can be obtained from the individual reduction

potentials and the number of electrons transferred in each half-reaction.

E°(A—C) = (naBE°(A—B) + nBcE°(B—C)) / (naB + nBc)

Where naB and nBc represent the number of electrons transferred in each

step.

Latimer diagrams reveal several important aspects of an element's redox

chemistry:

1. Disproportionation tendencies: If a reduction potential for a step
is more positive than the potential for the step to its right, the
intermediate oxidation state may disproportionate. For example,
if E°(A—B) > E°(B—C), then B may disproportionate into A and
C.

2. Comproportionation tendencies: The reverse process, where two
different oxidation states react to form an intermediate state, can
also be predicted. If E°(A—B) < E°(B—C), comproportionation

of A and C to form B becomes thermodynamically favorable.
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3. Relative oxidizing or reducing strengths: Larger positive E°
values indicate stronger oxidizing agents, while more negative

values suggest stronger reducing properties.

Latimer diagrams are especially useful for elements with multiple
oxidation state, liketransition metals and halogens. They offer a succinct
summary of all standard reduction potentials pertinent to the redox
chemistry of an element and aid the calculations of sequential electron
transfer processes. pH dependence of redox potentials can also be
included by constructing separate Latimer diagrams per pH, primarily
acidic and basic solutions. This permits comparison of how redox
behavior varies with pH, which is especially critical for elements with

strongly pH-dependent speciation.

Pourbaix Diagrams: pH-Dependent Redox Stability of Species in
Aqueous Media

Pourbaix diagrams (also called potential-pH diagrams or E-pH diagrams)
are comprehensive maps of the thermodynamic stability regions of all
species in an aqueous system as a function of both electrode potential
(E) and pH. These 2D diagrams show the electrode potential on the y-
axis and the pH on the x-axis, with demarcation lines between areas in

which one or another (of the) species is dominating.
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To create a Pourbaix diagram, you calculate the equilibrium potential of
different redox reactions as functions of pH and concentration. These
calculations are based on the Nernst equation that relates the actual
electrode potential to the standard electrode potential under non-standard

conditions:

E=E°-(RT/nF)InQ

Wherein E is the electrode potential, E° is the standard electrode
potential, R is the gas constant, T is the absolute temperature, n is the
number of electrons transferred, F is Faraday's constant, and Q is the
reaction quotient. We note that for reactions decomposing H* ions, the

equilibrium potential becomes pH dependent:

E = E° - (2.303RT/nF) x pH

For half-reactions that involve equal numbers of electrons and protons,
this results in diagonal lines on the Pourbaix diagram with a slope of -

0.059 V/pH unit at 25 degrees Celsius.

1. Horizontal lines represent redox reactions independent of pH,
typically involving only electron transfer without proton

participation.
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2. Vertical lines represent acid-base reactions that depend only on
pH, without electron transfer.

3. Diagonal lines represent reactions involving both electron and
proton transfer, with slopes determined by the stoichiometric

ratio of protons to electrons.

The resulting diagram classifies the potential-pH space into regions
where specific species are thermodynamically stable. Solid phases,
dissolved ions, or gaseous species may be well-defined in these regions.
The borders demarcate domains where two or more species coexist at
equilibrium. Two dashed lines also represent the stability limits of
water, and are typically included in Pourbaix diagrams. The upper line is
for water oxidation: the reaction of H20 with a catalyst to generate O2;
and the lower line, for water reduction, the reaction of half a H20
molecule to produce H2. These spectra delimit the so-calledwater
stability window —the possible range of thermodynamically stable

water to decomposition.

Pourbaix diagrams serve numerous practical purposes:

1. Corrosion: They discover how metals form passive oxide layers
or if they are undergoing active corrosion.
2. Hydrometallurgy: They help in metal extraction and purification

during leaching and precipitation stages.

Electrochemistry: They guides the design of electrochemical processes

and batteries.

For example, the Pourbaix diagram for iron contains separate regions for
Fe metal, Fe** ions, Fe** ions, and different iron oxides/hydroxides. At
low potentials metallic iron is stable and at high potentials, and low pH,
dissolved Fe**, and Fe*" ions are dominant. At elevated pH, solid
iron(IIl) oxides like FesOs and also Fe.Os form a passive layer onto the
metal surface. Like for manganese in the Pourbaix diagram, complex

pH-dependent behavior is reported with multiple oxidation states from
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Mn(II) to Mn(VII) being stable in distinct potential-pH regions in
aqueous solution. MnOa4~ (permanganate) remains stable only at high
potentials, while lower potentials favor the presence of the Mn?* ions at

acidic conditions.

When interpreting Pourbaix diagrams, it's important to remember several

limitations:

1. They represent thermodynamic equilibrium conditions and do not
account for kinetic factors that may prevent or slow certain
reactions.

2. Standard Pourbaix diagrams assume unit activity for dissolved
species (approximately 1 molar solutions), which may not reflect
actual concentrations in real systems.

3. They typically do not include complexation reactions with
ligands other than OH™ and H:O, which can significantly alter
metal speciation.

4. Temperature effects can substantially change the stability

regions, as most standard diagrams are constructed for 25°C.

However, despite these limitations, Pourbaix diagrams are one of the
most powerful and versatile tools to understand and predict elements
behavior in aqueous environments over a great variety of electrochemical
conditions. They couple acid-base chemistry with redox processes,
giving a morecomplete picture of chemical stability across a variety of

environmental conditions.

Comparative Analysis of Redox Diagrams

Frost, Latimer and Pourbaix diagrams each have a specific usefulness in
the thought of electron transfer reactions. Frost diagrams are particularly
useful for clearer relative stability trends to identify tendencies for
disproportionation and compare similar trends in stability between
different elements. Such a simple nature of graphs allows researchers to

immediately get a rough idea of which states are energy minima (stable)
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and which are maxima (unstable) when plotting free energy as a function
of oxidation state. Latimer diagrams provide a more condensed, linear
depiction based on sequential reduction potentials. They are particularly
useful for estimating standard potentials across non-adjacent oxidation
states and for identifying potential disproportionation or
comproportionation tendencies rapidly. Their simple features enable
rapid analysis of complex redox series.

The most thorough representation of the solid—liquid interface is given
by Pourbaix diagrams, as they contain both potential and pH
dependencies, which is necessary for applications in real-life aqueous
systems, wherein both parameters change. They are particularly capable
of predicting stability in the environmental domain, their corrosion
behavior, and separation processes in hydmetallurgy. And the diagram
selected can depend on what questions you are asking. For a basic
understanding of an element's redox chemistry, Frost and Latimer
diagrams often give the clearest picture. However, for practical
applications in an aqueous system, it is necessary to further apply the
work conducted above considering variable pH, using Pourbaix
diagrams. In many cases, a full characterization of an element's redox
behavior demands application of all three approaches. The union of
these two approaches leads to a robust set of tools to understand the
intricacies of electron flow, energy state evolution, and speciation that
typifies redox chemistry.

In essence, redox diagrams are specialized graphical instruments that
convert complex electrochemical data into visual formats that disclose
patterns, trends and relationships that are not apparent by using a simple
table of reduction potentials. They allow the chemists to predict the
behavior and design processes, and they help to understand the basic
thermodynamic expectancies that control electron transfer processes by
using a very wide variety of chemical systems and environmental

conditions.
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Check Your Progress

1. Define oxidation and reduction in terms of electron transfer.

3.8 Summary

Oxidation is defined as the loss of electrons, increase in oxidation
number, addition of oxygen, or removal of hydrogen, while reduction is
the gain of electrons, decrease in oxidation number, addition of
hydrogen, or removal of oxygen. Both processes occur simultaneously in
a redox reaction, where the oxidizing agent accepts electrons and gets
reduced, and the reducing agent donates electrons and gets
oxidized.Latimer diagrams present standard reduction potentials of an
element in different oxidation states and help predict stability or
disproportionation. Frost diagrams plot free energy against oxidation
state, allowing visualization of the most stable oxidation states and the
strongest oxidizing or reducing species. Pourbaix diagrams, which plot
potential versus pH, are used to identify regions of immunity, corrosion,
and passivation, making them especially useful in electrochemistry and
corrosion studies.Applications of redox reactions are widespread,
ranging from respiration and photosynthesis in biology to metallurgy,
electroplating, batteries, and bleaching in industry, as well as corrosion
and water treatment in the environment. They are also central to
analytical chemistry through redox titrations. Thus, redox principles
together with Latimer, Frost, and Pourbaix diagrams provide powerful
tools to understand and apply oxidation—reduction processes in nature

and technology.

3.9 Exercise questions —
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3.9.1 Multiple Choice Questions

1.

In a Latimer diagram, if the potential of the left half-reaction is
lower than the average of the two adjacent values, the species is
likely to:

a) Undergo oxidation

b) Undergo reduction

c¢) Disproportionate

d) Remain stable

Which diagram directly relates free energy (AG) to oxidation
state?

a) Latimer

b) Frost

c¢) Pourbaix

d) Ellingham

The Pourbaix diagram is a plot of:

a) Potential vs Oxidation number

b) Potential vs Free energy

c) Potential vs pH

d) Potential vs Concentration

Which diagram is most useful to predict corrosion resistance of a

metal in aqueous solution?
a) Latimer

b) Frost

c¢) Pourbaix

d) Born—Haber

In a Frost diagram, the species with the lowest point corresponds
to:

a) Most stable oxidation state

b) Strongest oxidant

c¢) Strongest reductant

d) Least stable oxidation state

.Answer key

Answer: ¢) Disproportionate

Answer: b) Frost

Answer: c¢) Potential vs pH

Answer: ¢) Pourbaix

Answer: a) Most stable oxidation state
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3.9.2 Short Answer

V)]

. Explain with an example how Latimer diagrams predict

disproportionation.

Draw and explain the general shape of a Frost diagram.

What does the slope between two points in a Frost diagram
represent?

How is a Pourbaix diagram useful in predicting corrosion of iron?
Balance the following redox reaction using the ion—electron
method:

Cr207 + Fe** — Cr** + Fe* (acidic medium).

3.9.3 Long Answer

1.

Discuss Latimer, Frost, and Pourbaix diagrams in detail. Explain
how each is constructed and what type of information it provides
about oxidation—reduction processes.

Using suitable diagrams, explain the stability of various oxidation
states of manganese (Mn) with the help of Latimer, Frost, and
Pourbaix representations.
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BLOCK-2
TRANSITION ELEMENTS (d-BLOCK)
UNIT -4 First Transition Series (3d Elements)

Structure

4.1 Introduction

4.2 Objectives

4.3General Characteristics

4.4 Binary Compounds and Complexes

4.5 Coordination Numbers and Geometries
4.6 Summary

4.7 Exercise Questions

4.8 References and suggested readings

‘4.1 Introduction‘

The first transition series, a prominent group in the periodic table, has
elements ranging from scandium (Z=21) to zinc (Z=30). From a
chemical and physical perspective, these are intriguing due to the
sequential filling of the 3d orbitals; they also exhibit distinct behaviors
compared to main group elements.  Contemporary culture employs
transition metals in numerous intricate reactions, and the diverse
oxidation states of these metals yield a broader spectrum of colored
compounds.

4.2 Objectives:
1. Learn about electronic configurations, oxidation states, magnetic
properties, and colors of transition metals.
2. Study the binary compounds and coordination complexes of
transition metals.

3. Understand the general characteristics of 3d transition elements.

4.3 General Characteristics: Electronic Configuration and Variable

Oxidation States

This energy proximity of the 3d and 4s orbitals contributes to one of the
most defining aspects of transition metals, which is the capability of
exhibiting several oxidation states. Conversely, the elements of the first
transition series demonstrate significant variability in oxidation states
within their compounds, while main group elements often attain just one
or two oxidation states. The diversity arises from the involvement of

both the 4s and 3d electrons in bonding. In manganous compounds,
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manganese exhibits an oxidation state of +2; in manganese dioxide
(MnQO), it is +4; and in potassium permanganate (KMnQas), it attains an
oxidation state of +7. The diverse oxidation states are crucial to the
complex redox chemistry and catalytic properties of transition metals.
The +2 oxidation state is very common in the first transition series,
indicating the loss of two 4s electrons. The stability of this oxidation
state enhances from left to right during the time, with maximal stability
observed in zinc, which predominantly occurs as Zn?* in its compounds.
(scorer: 325) 2009 iii) Variable oxidation states are a hallmark of
transition metals, playing a direct role in shaping their chemical activity,
especially in redox processes. Many compounds of transition metals act
as good agents, oxidizing or reducing, based on their oxidation state.
Compounds of Cr2+ are good reducing agents (oxidizing readily to
Cr3+) and compounds of Mn7+ (eg permanganate) are good oxidizing

agents.

Magnetic Properties and Color in Complexes

So, the amount of this crystal field splitting (A) compared to the
electronic pairing energy will decide whether the electronic will fill all
five d orbitals before pairing (we call this high-spin configuration) or
will preferentially fill the lower energy orbitals first and have combined
electrons (we call this low-spin configuration). Ligands that create large
field splitting such as CN~ and CO give rise to low spin, whereas those
which induce small field splitting such as F~ and H2O lead to high spin.
For instance, [Fe(H20)s]*" with weak-field H-O ligands has four unpaired
electrons and is hence strongly paramagnetic in the high-spin state (well,
four unpaired electrons implies it is== pic for ifs high spin as 46 cat in).
In contrast, for the strong-field CN~ ligands surrounding [Fe(CN)s]*" the
resulting low-spin arrangement, in which all d electrons are paired, gives

rise to diamagnetism.

Bright colors of transition metal complexes are another feature that can
be justified with (partial) d orbitals' filling. Unlike most main group

compounds, which are colorless, transition metal complexes often have
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bright hues that reflect the electron configuration of the metal ion.
Sometimes they have even distinct colors. varied energy levels split the

d orbitals, and varying electron transitions produce varied hues.

1. The identity of the metal ion and its oxidation state

2. The nature of the ligands and their position in the
spectrochemical series

3. The geometry of the complex

4. The number of d electrons

Among the examples are notably the modification of coordination
environment, which can dramatically modify colors. For example, the
hydrated copper(Il) ion [Cu(H20)s]** is blue, but the replacement of
water ligands with ammonia forms [Cu(NHs)s(H20):]** deep blue
complex. As with chromium(IIl) complexes: [Cr(H:20)s]** is violet,
[Cr(NHs)s]*" is yellow, and [Cr(CN)s]*~ is ruby red. This structure-color
relationship has some practical applications such as in analytical
chemistry where color changes can signify complex formation, ligand
exchange, or redox reactions. It is also useful in understanding the role
of transition metals in biological systems, in which metal-protein
interactions commonly generate distinguishing colors, such as that of

hemoglobin (red) and chlorophyll (green).

4.4 Binary Compounds and ComplexesExamples: Oxides, Halides,

Sulfides

Transition metals have a wide range of binary compounds with
nonmetals such as the oxides, halides, and sulfides. These compounds
vary widely in their structures and bonding types, with properties
dictated by the various oxidation states and electronic configurations of

the transition metals.

Oxides
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Transition metal oxides are among the most significant class of

inorganic solids with applications spanning catalysis, electronics,

pigments, and superconductors. The first transition series forms oxides of

the general formulae MO, M:0s, MO: and, in some cases, more oxide-

rich compounds. Based on the oxidation state of the metal, we can

classify the oxides:

1.

Monoxides (MO): Metal with +2 oxidation state, ex Eyelash,
Iron(IT) or ferrous oxide, Cobalt(Il) or cobaltous oxide,
Nickel(IT) oxide, Copper (II) oxide Structurally, many are
adopting the rock salt (NaCl) structure with metal and
oxygen atoms adopting octahedral coordination. These oxides
are usually semiconductors or insulators but show
antiferromagnetism at low temperature.

Monoxides (MO): These compounds have the metal in the +2
oxidation state, including FeO, CoO, NiO, and CuO. Many
have the rock salt (NaCl) structure, characterized by
octahedral coordination surrounding both metal and oxygen
atoms. These oxides generally demonstrate semiconductor or
insulator characteristics and frequently exhibit
antiferromagnetic activity at reduced temperatures.
Sesquioxides (M20s): These compounds feature the metal in
the +3 oxidation state, exemplified by Sc:0s, Ti203, V20s,
Cr20s, and Fe:0s. Their structures range from corundum
(such as Cr20; and Fe20s) to more intricate configurations.
Chromium(III) oxide (Cr20s) is particularly notable for its
brilliant green color and use as a pigment, while iron(III)
oxide (Fe.Os) forms the basis of rust and various red
pigments.

Dioxides (MO2) consist of the metal in the +4 oxidation state,
exemplified as TiO:, VO2, and MnO.. Titanium dioxide
(TiO2) manifests in several polymorphs, such as rutile,
anatase, and brookite, and functions as a white pigment in
paintings, sunscreens, and food coloring. Manganese dioxide
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(MnO3) serves as a potent oxidizing agent and is utilized in
dry cell batteries.

5. Higher oxides: Certain transition metals generate oxides
exhibiting the metal in elevated oxidation states, including
V20s (vanadium(V) oxide), CrOs (chromium(VI) oxide), and
Mn20O-. These chemicals are typically potent oxidizing agents

and frequently display acidic characteristics.

Acid base characteristics of transition metal oxides are generally
characterized by the fact that basic and salt formation occurs with acid
while higher oxidation state oxides can be considered acidic as they lead
to formation of oxy anions on being treated with bases. Intermediate
oxidation state oxides of metals tend to be amphoteric, acting as bases
towards acids and as acids towards bases. For instance, Cr.Os will react
with both acids producing Cr** salts, and with strong bases producing
chromite ions [Cr(OH)4]". A wide range of transition metal oxides has
interesting electrical and magnetic properties. Some exhibit metal-to-
insulator transitions as the temperature is changed (e.g., VO:) or
ferromagnetism (FesOa4), ferrimagnetism, or complex ordering of
magnetic moments. Specific transition metal oxides, notably copper-
based compounds such as YBa:CusOs~, exhibit high-temperature
superconductivity, an intriguing phenomenon of significant scientific and

technological interest.

Halides

Transition metals react with fluorine, chlorine, bromine, and iodine,
yielding halides that span The stability of various oxidation states in

these halides is determined partly by the metal, partly by the halogen.

1. Dihalides (MX:): All first transition metals form dihalides, with
the metal in the +2 oxidation state. Examples include FeCl,
CoClz, NiClz, and CuCl.. Many adopt layer structures in the solid
state, with octahedral coordination around the metal centers.
Hydrated transition metal dihalides often display characteristic
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colors: CoCl:'6H20 is pink, NiCl:6H.0 1is green, and
CuClz2-2H-O0 is blue-green.

2. Trihalides (MXs): Metals in the early to middle part of the series
form stable trihalides, such as ScCls, TiCls, VCls, CrCls, and
FeCls. The structures range from layer lattices to chain structures
and molecular dimers, depending on the metal and halogen.
Iron(IIT) chloride (FeCls) serves as a common Lewis acid catalyst
in organic reactions.

3. Tetrahalides (MX4): Early transition metals form tetrahalides,
exemplified by TiClas, a colorless liquid used in the production of
titanium metal, and VCla. These compounds tend to be molecular
rather than ionic and often act as strong Lewis acids due to the
metal's high oxidation state.

4. Higher halides: Certain metals form halides in even higher
oxidation states, particularly with fluorine. Examples include
VFs, CrFs, and MnF-, the latter being one of the few compounds

containing manganese in its maximum oxidation state of +7.

Many transition metal halides also have a key role as precursors in
synthetic chemistry, both for producing other coordination complexes
and as catalysts. Anhydrous nickel(IT) chloride (NiCl.) and palladium(ITI)
chloride (PdClz) are commonly employed catalysts in organic synthesis,
while titantum(IV) chloride (TiCls) is an integral part of the Ziegler-
Natta catalysts employed during the manufacture of polyolefins. The
hydration or coordination of various ligands can induce remarkable
structural evolution in transition metal halides. The best known of these
are the so called hydrous compounds, where removal of water reveals a
different colour; an example being anhydrous cobalt(Il) chloride (CoClz)
is blue, but combined with water (CoCl2*6H-0) it has a red appearance.
This color change explains cobalt chloride paper—the simplest humidity

indicator you can find.

Sulfides
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Binary compounds form a rich area with many different types of
structures and properties, as seen with the transition metal sulfides.
These compounds have applications in catalysis, as semiconductor

materials, and as ore minerals.

1. Monosulfides (MS): Compounds like FeS, CoS, NiS, and CuS
exhibit various structures, from the simple rock salt structure to
more complex arrangements. Iron(Il) sulfide (FeS) occurs
naturally as the mineral troilite and plays a role in corrosion
processes. Nickel(I) sulfide (NiS) undergoes a fascinating metal-
to-semiconductor transition at elevated temperatures.

2. Disulfides (MS:): These include compounds like FeS: (pyrite or
"fool's gold"), which adopts a unique structure where pairs of
sulfur atoms form S:?>~ units. Molybdenum disulfide (MoS:) and
tungsten disulfide (WS:2), though not strictly first-row transition
metal compounds, are notable for their layered structures similar
to graphite, with excellent lubricating properties.

3. Other stoichiometries: Various transition metals form sulfides
with more complex formulas, such as FesSa (greigite, analogous

to magnetite FesO4), CosSs, and Cu=S (chalcocite).

The resulting end compounds are typically nonstoichiometric,
particularly in metals with complex metal-to-sulfur ratios that do not
correspond neatly to whole number ratios. Such nonstoichiometry
originates from either metal or sulfur vacancies in the crystal lattice or
the presence of metal atoms in interstitial sites. These defect structures
play a crucial role in altering the electronic and magnetic properties of
such materials. Transition metal sulfides are abundant in nature as
minerals and are important ore materials for extracting metals.
Chalcopyrite (CuFeS:), pentlandite ((Fe,Ni)sSs), and sphalerite (ZnS) are
important sources of copper, nickel, and zinc, respectively. Sulphide
ores are usually treated with heat and chemicals to produce oxides and

are then reduced to the metals.
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Transition metal sulfides, and in particular, layered transition metal
sulfides, such as titanium disulfide (TiS:) and vanadium disulfide (VS.),
have attracted increasing interest recently in the area of electrode
materials for batteries and supercapacitors. They are promising
candidates for energy storage applications due to their ability to
intercalate lithium ions in the interlayer space. Increasing Stability and
Coordination NumberElectronic configuration: the oxidation state that
produces a relatively stable electronic configuration for the metal ion is
more stable. Configurations with half-filled (d*) or completely filled (d'®)
d subshells are especially stable. For example, d® Mn?*" and d'° Zn*" are

very stable.

1. The ensuing electronic arrangement of the metal ion determines
the stability of an oxidation state. Notably stable arrangements
with half-filled (d°) or fully filled (d'°) d subshells are observed.
Mn?* (d°) and Zn?** (d'°) exhibit remarkable constancy.

2. As we traverse the first transition series, the rising nuclear charge
makes it ever more difficult to remove extra electrons, hence
maintaining lower oxidation states for later elements.  This
elucidates why copper predominantly forms Cu® and Cu?*
compounds, whereas zinc virtually exclusively produces Zn*

compounds.

The interaction between the metal ion and surrounding ligands can
significantly stabilize certain oxidation states. Strong-field ligands such
as CN~ can provide significant ligand field stabilization energy, hence
stabilizing metals at higher oxidation states. In aqueous solutions, the
stability of transition metal ions is additionally controlled by hydrolysis
and complex formation. Highly charged metal ions, especially in higher
oxidation states, are prone to hydrolysis and form hydroxo or oxo
species. For example, Fe** solutions can include an array of species from
low coordination [Fe(H:0)s]*" and acid ([Fe(H20)s(OH)]**) to more

complicated polynuclear ones as a function of pH and concentration.

4.5 Coordination Numbers and Geometries
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Coordination number and geometry (and thus spatial availability of d

orbitals for bonding) cover a large range for transition metals. Main

group elements usually have coordination numbers of 2, 3 or 4, whereas

transition metals have coordination numbers of 2 to 9, with 4 and 6 being

common.

The factors influencing coordination number include:

1.

Size of the metal ion: Larger metal ions can accommodate more
ligands. Early transition metals, which are larger, often favor
higher coordination numbers than late transition metals.
Electronic configuration: The d orbital occupancy affects the
preferred geometry. For instance, d® metals like Ni** often form
square planar complexes due to favorable electronic factors.
Nature of ligands: Bulky ligands restrict the coordination
number due to steric hindrance, while small ligands permit higher

coordination numbers.

Common coordination geometries for different coordination numbers

include:

Coordination number 2: Linear geometry, as in [Ag(NHs)]*
and [AuCl:]".

Coordination number 3: Trigonal planar, as in [Hgls]", though
this is relatively rare for transition metals.

Coordination number 4: Tetrahedral, as in [CoCl4]*", or square
planar, as in [N1(CN)4]*" and [PtCls]*".

Coordination number 5: Trigonal bipyramidal, as in [Fe(CO)s],
or square pyramidal, as in [CuCls]*".

Coordination number 6: Octahedral, the most common
geometry, exemplified by [Fe(H:20)s]*", [Co(NHs)s]**, and
numerous other complexes.

Coordination number 7: Pentagonal bipyramidal, as in [ZrF-]*",

though less common for first-row transition metals.
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e Coordination number 8: Square antiprismatic or dodecahedral,
as in [Mo(CN)s]*", more common for larger second and third-row

transition metals.

Dative bond formation—the relative tendency towards which can often
be rationalised using crystal field theory and its extensions. For example,
d® metals such as Ti** have no coordination preference based on their d
electron configuration and are usually coordination geometries dictated
by steric considerations. On the other hand, d®* complexes such as Ni*
complexes prefer to adopt the square planar geometry as it produces a

large crystal field stabilization energy for them.

Stability Constants and the Irving-Williams Series

The stability of transition metal complexes is quantitatively defined via
stability constants (commonly referred to as formation constants) which
provide a ratio of equilibrium concentrations of the complex vs the metal

ion and ligands that form it. Where a general complexation reaction:

M +nL & MLy

The stability constant K is defined as:

Ksta[} = [ML(n)] / ([M] [L]n)

the ligand. Compared to the corresponding monodentate ligand,
multidentate ligands (chelating agents) usually result in more stable
complexes through the chelate effect, an entropic benefit that arises from
the decreased loss of translational entropy when one multidentate ligand
binds in contrast to multiple monodentate ligands. Knowledge of these
stability relationships (thermodynamic and kinetic) is critical in many
areas from designing selective extraction procedures for metal recovery
to the design of metal-based drugs with desirable pharmacokinetic

parameters.

Check Your Progress
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4.6 Summary

The first transition series consists of elements from scandium (Z =
21) to zinc (Z = 30) with the gradual filling of 3d orbitals. Their
general electronic configuration is (n—1)d'-"’ns'-2, with Cr (3d*4s")
and Cu (3d'%4s') showing irregularities due to the extra stability of
half-filled and fully filled d-subshells. These elements exhibit
variable oxidation states, form colored compounds, and show
paramagnetism because of unpaired d-electrons, with magnetic
moment given by p = Vn(n+2). They readily form complexes due to
high charge density and availability of d-orbitals, and many act as
catalysts, such as Fe in Haber’s process and V:Os in the contact
process. Among them, manganese shows the widest range of
oxidation states (+2 to +7), while zinc, with its filled 3d'
configuration, is not considered a typical transition metal. The 3d
elements are widely applied in alloys, catalysis, pigments, batteries,

and biological systems like hemoglobin (Fe) and vitamin B2 (Co).

4.7 Exercise questions -
4.7.1 MCQs

1. The element of the first transition series that shows only +3
oxidation state is:
a) Cr
b) Sc
¢) Mn
d) Zn

2. Which of the following is not a typical property of transition
metals?
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I\ O/ a) Variable oxidation states
!{ \\ %} b) Colored compounds

¢) Formation of complexes

UNIVERSITY

‘el d) Filled d'° configuration in all states

INORGANIC AND 3. The magnetic moment of Ti** (3d') is approximately:
PHYSICAL a) 0 BM
CHEMISTRY b) 1.73 BM
c) 2.83 BM
d) 3.87 BM

4. Which element of the first transition series shows the highest
number of oxidation states?
a) Fe
b) Mn
c) Cr
d) Cu

5. Zn s not a typical transition metal because:
a) It has a low melting point
b) It does not form complexes
c) It has completely filled 3d orbitals
d) It is not metallic

Answer key

Answer: b) Sc

Answer: d) Filled d'° configuration in all states
Answer: b) 1.73 BM

Answer: b) Mn

Answer: c) It has completely filled 3d orbitals

4.7.2 Short Answer

1. Explain why transition metals form colored compounds.

2. Calculate the magnetic moment of Mn?* ion.

3. Why does Sc exhibit only +3 oxidation state while Mn exhibits
+2 to +7?

4. Explain the catalytic activity of transition metals with one
example.

5. Write two important alloys of Cu and Ni and their uses.

4.7.3 Long Answer
1. Discuss the general characteristics of the first transition series

with suitable examples (oxidation states, color, magnetic
properties, catalysis).
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2. Explain the variation in oxidation states across the first transition
series and their significance in complex formation and biological
systems.

4.8 References and suggested readings

1. Atkins, P., & de Paula, J. (2010). Physical Chemistry (9th ed.).
Oxford University Press.

o Explains electronic configuration, magnetic properties,
and thermodynamic aspects of transition metals.

2. Cotton, F. A., Wilkinson, G., Murillo, C. A., & Bochmann, M.
(1999). Advanced Inorganic Chemistry (6th ed.). John Wiley &
Sons.

3. Greenwood, N. N., & Earnshaw, A. (1997). Chemistry of the
Elements (2nd ed.). Butterworth-Heinemann.

o Comprehensive coverage of transition metal chemistry,
electronic structure, and periodic trends.

o Detailed treatment of coordination chemistry, oxidation
states, and transition metal complexes.
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UNIT -5 Second and Third Transition Series (4d and 5d Elements)

Structure

5.1 Introduction

5.2 Objectives

5.3 Electronic configuration

5.4 The phenomenon of Lanthanide contraction

5.5 Oxidation States

5.6 Magnetic and Spectral Behavior: d-d Transitions and
Paramagnetism

5.7 Summary

5.8 Exercise

5.9 References and suggested readings

5.1 Introduction

The second and third transition series consist of the elements of the 4d
and 5d blocks of the periodic table, respectively. The 4d series includes
elements from Yttrium (Y, Z = 39) to Cadmium (Cd, Z = 48), while the
5d series extends from Hafnium (Hf, Z = 72) to Mercury (Hg, Z = 80).
These elements are characterized by the gradual filling of their d-orbitals
and exhibit typical transition metal properties such as variable oxidation
states, formation of colored ions, paramagnetism, and the ability to form
complexes. Compared to the first transition series, the 4d and 5d
elements show larger atomic and ionic sizes, higher melting points, and
greater metallic character. Relativistic effects become significant in the
5d series, influencing their electronic structure and chemical behavior.
Comparative Study with 3d AnaloguesGiven that 4d and 5d transition
metals differ from their 3d counterparts in many respects, such as atomic
and ionic radii, oxidation state, magnetic properties, and spectroscopic
behavior,26-29 it is challenging to generalize the information only on the
basis of results obtained using 3d metals or their complexes. Herein lies
the differences, as the nuclear charge increases, additional filled electron
shells are added, and relativistic effects increase the variation in heavier
elements.

5.20bjectives:
e Understand the general characteristics of 4d, and 5d transition
elements.
e Compare 4d and 5d elements with 3d analogs, focusing on
lanthanide contraction and spectral properties.
o Explore the stereochemistry and coordination geometry of

transition metal complexes.

5.3 Electronic Configurations
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The configuration for 4d elements is [Kr]4d''°5s'2 and the 5d elements
is [Xe]4f'*5d''°6s' 2] Therefore, deviations from expected patterns
within chemical groups are common due to overlapping energy levels
and proximity between (n-1)d and ns configurations for all but the first
period elements. Elements like palladium have the configuration [Kr]4d'
instead of [Kr]4d®5s?, indicating that the electrons of the 4d orbitals are
filled before the electrons of the 5s orbital.

The story info about the 5d series is more complicated because of the
lanthanide elements that came before them. The lanthanide contraction
causes surprising parallels between the 4d and 5d elements and has a

strong influence on their chemistry.

Osmium(radius:0.130nm, Z=76) and (radius:0.120nm, Z=77) have the

minimum ionic radius.

However, one of the most notable aspects when one compares the three
different transition series is that the atomic and ionic radii of the 4d and
the 5d elements are very similar in size even though one complete shell
of electrons are added. This is a phenomenon attributed to the lanthanide

contraction.

5.4 The phenomenon of Lanthanide contraction

Lutetium (Lu) itself is much smaller than expected because by the end of
the lanthanide series, the cumulative contraction is sufficient to
overwhelm the n=4 clectrons. This contraction continues into the 5d

transition series, which comes after the lanthanides.

Quantitative Analysis of Ionic Radii

The lanthanide contraction is felt when one compares the ionic radii of
group members of the three transition series. E.g. Group 4 elements +4

oxidation state ionic radii (picometer):

e Ti* (3d series): 60.5 pm
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o 7Zr* (4d series): 72 pm
o Hf* (5d series): 71 pm

Similar patterns are observed across other groups. For instance, in group

5:

e V57 (3d): 54 pm
e Nb*" (4d): 64 pm
o Ta’ (5d): 64 pm

And in group 6:

e Cr**(3d): 61.5 pm
e Mo*" (4d): 69 pm
e W3 (5d): 70 pm

Because many chemical behaviors depend directly on ionic size, the
similar ionic radii of the 4d and 5d elements results in striking

differences in their chemical properties.

Effects of Lanthanide Contraction

The lanthanide contraction has several noteworthy consequences:

* Chemical Similarity Between 4d and 5d Elements: Similar ionic
radii lead to similar chemical behavior, hence elements such as
Zr/Hf, Nb/Ta and Mo/W cannot be separated in their natural ores.
This similarity is so marked that hafnium wasn’t even discovered
until 1923, long after zirconium, even though it is more abundant
than many elements which were discovered earlier.

» Simplistic Comparison of Complexes: The metal ions in 4d and
5d series are similar sizes, their coordination numbers and
geometries are similar and, often, quite different from the 3d

series.

76
MATS Centre for Distance and Online Education, MATS University



5.5 Oxidation States: Broader Range and Stability in Heavier [

Elements gy
.- . . sy INORGANIC AND
Transition elements are known for having multiple oxidation states, due PHYSICAL
to relatively small energy differences between their different CHEMISTRY

configurations. However, these oxidation states vary a lot in terms of

stability and occurrence across the three transition series.

Maximum Oxidation States Trends

As such, one of the key differences between the transition elements in
the 3d series and their heavier successors in the periodic table can be
seen in the trend in maximum oxidation states. In 3d series, the
maximum oxidation state increases from Sc (+3) to Mn (+7) and then

decrease to Zn (+2).

On the other hand, the 4d and 5d elements have a larger propensity to
attain their group oxidation states (i.e., equal to the number of valence

electrons). For example:

e  Group 6: Cr (3d) commonly exists in the +3 and +6 oxidation
states, with +6 being strongly oxidizing. Mo and W (4d and 5d)
form stable +6 compounds that are less oxidizing.

e Group 7: Mn (3d) can reach +7 in permanganate, but this is a
powerful oxidant. Tc and Re (4d and 5d) form more stable +7
compounds.

e Group 8: Fe (3d) rarely exceeds +3, while Ru and Os (4d and 5d)

can reach +8 in compounds like RuO4 and OsOa.

The following table illustrates the common oxidation states across the

three transition series (with the most stable states in bold):

Grou | 3d Commo |4d Commo | 5d Commo
p Elemen | n Elemen | n Elemen | n
t Oxidatio |t Ocxidatio |t Oxidatio
n States n States n States
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\ \\\ f 3 Sc +3 Y +3 La +3
!{m’ﬁ’l' S%} 4 Ti +2, +3,|Zr +4 Hf +4
UNI:IER/S!TY +4
5 \Y% +2, +3,|Nb +3, +4,|Ta +5
PHYSICAL
CHEMISTRY 6 Cr +2, +3,| Mo +3, +4,| W +4, +5,
+6 +5, +6 +6
7 Mn +2, 13, | Tc +4, +5, | Re +3, +4,
+4, +6, +6, +7 +5, +6,
+7 +7
8 Fe +2,+3 Ru +3, +4, | Os +4, 16,
+6, +8 +8
9 Co +2,+3 Rh +3, +4,|Ir +3, +4,
+6 +6
10 Ni +2,+3 Pd +2, +4 Pt +2, +4
11 Cu +1, +2 Ag +1 Au +1, +3
12 /n +2 Cd +2 Hg +1, +2

Factors Influencing Stability of Higher Oxidation States

Several factors contribute to the greater stability of higher oxidation

states in the 4d and 5d elements:

1. Decreased Inter-electron Repulsion: The bigger size of the 4d and
5d orbitals allows for decreased repulsions between electrons,
energetically favoring the existence of multiple bonds.

2. Relativistic Effects: The 5d elements are affected by relativistic
effects. The centripetal acceleration due to the strong nuclear
attraction causes a significant increase in velocity for the 6s
electrons, which also increases their relativistic mass, thus
lowering their potential energy and contracting the 6s orbital (the
energy increase influences contraction). This also stabilizes the 6s
electrons meaning that in some cases they are less available for
bonding but it can also give rise to some weird effects in some

elements such as gold.
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Specific Examples of Oxidation State Variations

1. Chromium, Molybdenum, and Tungsten (Group 6):

o

Chromium exhibits a strong preference for the +3 state,
with the +6 state being highly oxidizing (as in CrOs and
dichromate).

Molybdenum and tungsten form stable +6 compounds
(MoOs, WOs) that are much less oxidizing than their
chromium analogues.

The stability of the molybdenum and tungsten higher
oxidation states is evident in their ability to form
polyoxometalates, complex oxoanions like [M07024]¢" and

[W12041]'", which have no chromium analogues.

2. Manganese, Technetium, and Rhenium (Group 7):

o

Manganese(VII) in permanganate (MnOa4") is a powerful
oxidizing agent.

Technetium and rhenium form more stable +7
compounds, with pertechnetate (TcO4) and perrhenate
(ReOa4") being much less oxidizing.

Rhenium even forms the stable Re.Cls* anion with a
quadruple Re-Re bond, a feature not observed in

manganese chemistry.

3. Iron, Ruthenium, and Osmium (Group 8):

o

@)

Iron rarely exceeds the +3 oxidation state.

Ruthenium and osmium form stable +4 oxides (RuO-,
0Os0:2) and can reach the +8 state in volatile tetroxides
(RuOs4, OsOs).

Osmium tetroxide is stable enough to be stored in solid
form, while ruthenium tetroxide is less stable but still

isolable.

4. Copper, Silver, and Gold (Group 11):

o

o

Copper commonly exists as Cu(I) and Cu(Il).
Silver strongly prefers the +1 state, with few stable Ag(Il)
compounds.
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o Gold exhibits a preference for the +1 and +3 states, with
Au(IIT) being more stable than expected due to relativistic

effects.

5.6 Magnetic and Spectral Behavior: d-d Transitions and

Paramagnetism

Transitional metals compounds can provide rich information regarding
their electronic structures and chemical properties through their magnetic
and spectroscopic properties. The energetics and spatial distribution of
the d orbitals are very different between the 3d series and the heavier

transition elements, thus causing very different properties.

Crystal Field Theory and the Ligand Field Splitting

You examine crystal field theory, which elucidates the behavior of
transition metal ions in complexes, where their d orbitals are divided into
sets due to the electrostatic interactions with ligands. The magnitude of
this splitting, referred to as A (or 10Dq), is a significant parameter that

influences numerous aspects of the complex.

The crystal field splitting parameter follows the trend: 3d series < 4d

series < 5d series

For example, the approximate values of A, (octahedral splitting) for

[M(H20)s]** complexes (in cm™) are:

o V3 (3d): 17,700
o Cr* (3d): 17,400
« Nb* (4d%): 23,000
e Mo* (4d%): 26,000
o Ta* (5d): 25,000
o W (5d%): 28,000

The larger crystal field splitting in the 4d and 5d complexes has several
important consequences:
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Magnetic Properties

The magnetic behavior of transition metal complexes depends on the
arrangement of electrons in the d orbitals, which is determined by the
competition between the crystal field splitting energy (A) and the

electron pairing energy (P).

1. High-spin vs. Low-spin Configurations:
o If A <P, electrons occupy all available d orbitals before
pairing (high-spin).
o If A > P, electrons pair in the lower-energy d orbitals
before occupying the higher-energy ones (low-spin).
2. Trends Across the Transition Series:
o 3d complexes can exhibit both high-spin and low-spin
configurations depending on the ligand strength.
o 4d and 5d complexes almost invariably adopt low-spin

configurations due to the large A values.

For instance, Fe(Il) with six d electrons can form both high-spin (four
unpaired electrons) and low-spin (no unpaired electrons) complexes

depending on the ligand:

e [Fe(H20)s]*": A <P, high-spin, paramagnetic
e [Fe(CN)s]*: A> P, low-spin, diamagnetic

In contrast, Ru(Il) and Os(II) complexes are almost exclusively low-spin,

regardless of the ligand.

3. Magnetic Moments: The magnetic moment () of a transition
metal complex can be calculated from the number of unpaired

electrons (n) using the spin-only formula: p = V[n(n+2)] uB
Where uB is the Bohr magneton.

For 3d complexes, this formula is usually a good approximation, as the

orbital contribution to the magnetic moment is almost completely
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quenched by the crystal field. In 4d and 5d complexes, contributions
from the orbitals themselves can also have a greater impact, due to their

more extended nature, and can lead to higher than spin-only values.

Spectroscopic Properties

Because of the larger spatial extension of d orbitals compared to 3d ones,
more significant mixing occurs with ligand orbitals in 4d and 5d

complexes, therefore, d-d transitions have greater intensities28, 29.

Color: The color of a transition metal complex corresponds to the
complement of the light it absorbs. 4d and 5d complexes tend to absorb
at higher energies than their 3d analogues, thus are often more lightly

coloured or colourless.

For example:

o [Cr(H20)s]*" (3d%): Absorbs in the visible region, appears violet
o [Mo(H:20)s]*" (4d%): Absorbs at higher energies, appears lighter or

colorless

Charge transfer bands: Besides d-d transitions, transition metal
complexes can show charge transfer bands, where the electrons are
transferred from the metal to the ligand orbitals or vice-versa. These
transitions are not constrained by Laporte selection rule, thus are much

more intense than d-d transitions.

First, complexes of the 4d and 5d transition metals exhibit much more
intense charge transfer bands, which are possible due to better energetic
matching of relevant metal and ligand orbitals, in a manner that increases

their spectroscopic distinction from 3d complexes.

Specific Examples of Magnetic and Spectral Behavior

1. Chromium vs. Molybdenum vs. Tungsten:
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o [Cr(H20)s]*": d?, three unpaired electrons, paramagnetic,
violet color due to absorption in the visible region

o [Mo(H20)s]*: d°, low-spin with one unpaired electron,
weakly paramagnetic, pale color

o [W(H20)s]*": d? low-spin with one unpaired electron,
weakly paramagnetic, nearly colorless

Iron vs. Ruthenium vs. Osmium:

o [Fe(CN)s]*: d°, low-spin with one unpaired electron,
paramagnetic

o [Ru(CN)s]*~: d° low-spin with one unpaired electron,
paramagnetic

o [Os(CN)s]*: d°, low-spin with one unpaired electron,

paramagnetic

Despite the similar electronic configurations, the magnetic
moments of these complexes differ due to varying contributions

from orbital angular momentum.

Nickel vs. Palladium vs. Platinum:
o [Ni(NHs3)s]*: d® two unpaired electrons in some
environments, paramagnetic
o [Pd(NHs)s]*": d?, consistently low-spin, diamagnetic
o [Pt(NHs)s]**: d®, consistently low-spin, diamagnetic

The consistent low-spin behavior of Pd(Il) and Pt(Il) complexes
reflects the larger crystal field splitting in the 4d and 5d elements.

Square Planar Complexes: The tendency to form square planar
complexes increases down a group:
o Ni(Il): Can form both octahedral and square planar
complexes
o Pd(II): Strong preference for square planar geometry

o Pt(Il): Almost exclusively forms square planar complexes
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Relativistic Effects in 5d Elements

For the 5d elements, relativistic effects become significant and introduce
additional complexities in their chemistry. These effects arise from the
high velocity of inner electrons in heavy atoms, which causes an increase

in their relativistic mass according to Einstein's theory of relativity.

Manifestations of Relativistic Effects

1. 6s Orbital Contraction: The relativistic increase in mass of the
6s electrons leads to a contraction of the 6s orbital, stabilizing it
and making the electrons less available for bonding.

2. 5d Orbital Expansion: As a secondary effect, the 5d orbitals
expand and become higher in energy due to increased shielding
from the contracted 6s orbital.

3. Spin-Orbit Coupling: The interaction between an electron's spin
and its orbital angular momentum becomes more pronounced,

leading to significant splitting of energy levels.

These effects are particularly evident in the chemistry of the late 5d

elements:

1. Gold (Au):

o The yellow color of gold is attributed to relativistic effects, which
lower the energy gap between the 5d and 6s bands.

o The stability of Au(Ill) over Au(ll) is also a relativistic
phenomenon.

o Gold exhibits unique catalytic properties and forms strong Au-Au
interactions (aurophilicity) that have no parallel in copper or silver
chemistry.

2. Mercury (Hg):
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o Mercury is the only metal that is liquid at room temperature, which
can be attributed to the weak metallic bonding resulting from the
contracted 6s orbital.

o The preference for Hg(Il) over Hg(I) in most compounds, despite
the stability of the Hg>** ion, also reflects relativistic influences.

3. Platinum Group Metals:

o The exceptional catalytic activity of platinum group metals,
particularly in hydrogenation reactions, is enhanced by relativistic
effects.

o The stability of PtCle* compared to PdCls* and the preference for
square planar geometry in Pt(I) complexes are also influenced by

relativistic considerations.

Chemical Reactivity and Coordination Chemistry

The differences in electronic structure, orbital extension, and relativistic
effects between the 3d, 4d, and 5d elements manifest in their chemical

reactivity and coordination preferences.

Coordination Numbers and Geometries

1. Trend in Coordination Numbers:
o 3d elements: Commonly form 4- and 6-coordinate complexes
o 4d elements: Frequently form 6- and 8-coordinate complexes
o 5d elements: Higher coordination numbers (8, 9, even 12) are

common

This trend reflects the larger size of the 4d and 5d ions, which can

accommodate more ligands around them.

2. Geometric Preferences:
o The 4d and 5d elements show a greater tendency for regular,
high-symmetry coordination geometries due to the more

spherical distribution of their d orbitals.
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o Jahn-Teller distortions, common in certain 3d complexes, are

less pronounced in 4d and 5d analogues.

Kinetic Stability

One of the most striking differences between the 3d elements and their

heavier congeners is the kinetic stability of their complexes:

1. Ligand Exchange Rates:
o 3d complexes: Typically undergo rapid ligand exchange
o 4d complexes: Moderate exchange rates

o 5d complexes: Very slow ligand exchange

For example, the water exchange rate constants (k, s™') for

hexaaquametal(III) ions are:

o [Cr(H20)s]*": 10°°

o [Rh(H20)s]**: 107°

o [Ir(H20)s]**: 1071©
2. Implications for Catalysis: The kinetic inertness of 4d and 5d
complexes makes them particularly valuable as catalysts, as they can
bind substrates long enough to facilitate reactions without being

permanently deactivated.

Organometallic Chemistry

The differences between the transition series are perhaps most evident in

their organometallic chemistry:

1. Metal-Carbon Bond Strength: The metal-carbon bond strength
generally increases from 3d to 4d to 5d elements, leading to
greater thermal stability of organometallic compounds of the
heavier elements.

2. m-Backbonding: The 4d and 5d elements are better m-acceptors
due to their more extended d orbitals, leading to stronger bonds

with m-acid ligands like CO, CN-, and alkenes.
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3. Carbene and Carbyne Complexes: Stable carbene and carbyne

complexes are much more common for the 4d and 5d elements,

particularly for chromium group elements (Cr, Mo, W) and iron

group elements (Fe, Ru, Os).

Specific Chemical Behaviors

1. Group 11 Elements (Cu, Ag, Au):

o

Copper: Forms a wide range of complexes in both +1 and
+2 oxidation states.

Silver: Strongly prefers the +1 state and linear
coordination.

Gold: Forms stable complexes in both +1 (linear) and +3
(square planar) states, with unique aurophilic interactions
and exceptional catalytic properties in organic

transformations.

2. Group 8 Elements (Fe, Ru, Os):

o

Iron: Forms numerous complexes, particularly in the +2
and +3 states.

Ruthenium: Exhibits a broader range of oxidation states
and forms more stable organometallic compounds,
enabling its extensive use in catalysis (e.g., Grubbs
catalysts for olefin metathesis).

Osmium: Forms the widest range of oxidation states (0 to
+8) and extremely stable organometallic compounds, with
osmiun tetroxide (OsOas) being a valuable reagent for

dihydroxylation of alkenes.

3. Group 6 Elements (Cr, Mo, W):

o

Chromium: Forms stable complexes primarily in the +3
state, with some important +6 compounds.

Molybdenum and Tungsten: Form stable compounds
across a wide range of oxidation states, with exceptional
catalytic properties in processes like hydrodesulfurization

and polymerization.
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The biological roles of the transition elements also reflect their periodic

1. Essential 3d Elements: Several 3d elements, including iron,

copper, and zinc, are essential for life, functioning in various

enzymes and proteins.

2. Limited Biological Roles of 4d and 5d Elements: With a few

exceptions like molybdenum (an essential trace element in

nitrogenase enzymes), most 4d and 5d elements have minimal

biological functions.

3. Medical Applications: The kinetic inertness of certain 4d and 5d

complexes has made them valuable in medicine:

o

Cisplatin ~ [Pt(NHs3):Cl] and related platinum(II)
complexes are effective anticancer agents.

Ruthenium complexes show promise as less toxic
alternatives to platinum drugs.

Technetium-99m compounds are widely used in
diagnostic nuclear medicine due to the ideal nuclear

properties of *™Tc.

Industrial Applications and Economic Importance

The distinctive properties of the 4d and 5d elements make them

invaluable in various industrial applications:

1. Catalysis:

o

Platinum group metals (Ru, Rh, Pd, Os, Ir, Pt) are
essential catalysts in numerous processes, including
automotive emission control, petroleum refining, and fine
chemical synthesis.

Molybdenum and tungsten catalysts are crucial in

petroleum refining and polymer production.

2. Materials Science:
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o Refractory metals like niobium, tantalum, molybdenum,
and tungsten have exceptionally high melting points and
excellent mechanical properties at elevated temperatures.

o Zirconium and hafnium are important in nuclear
applications due to their low neutron absorption cross-
sections.

o Platinum group metals find applications in electronic
devices, jewelry, and dental materials.

3. Superconductivity: Certain 4d and 5d elements and their
compounds exhibit superconductivity at relatively high
temperatures. For instance, niobium (Tc = 9.3 K) has the highest

superconducting transition temperature among pure elements.

Check your Progress

1. Write the general electronic configuration of the second
transition series.

to Mn.

5.7 Summary

The second transition series extends from yttrium (Z = 39) to cadmium
(Z. = 48) with filling of 4d orbitals. These elements show variable
oxidation  states, colored compounds, complex formation,
paramagnetism, and catalytic activity, similar to the first transition series
but with stronger effects due to more diffuse 4d orbitals. Zirconium and
hafnium resemble each other closely because of lanthanide contraction.
Molybdenum and technetium display multiple oxidation states like Cr
and Mn, while Pd and Ag are coinage metals. Cadmium, with a filled

4d' configuration, is not a typical transition element. The series is
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important for alloys, catalysts, superconductors, and coordination

chemistry.

5.8 Exercise questions

5.8.1 Multiple Choice Questions

1.

The element of the second transition series that shows only +3
oxidation state is:

a) Zr

b)Y

¢) Mo

d) Cd

Which of the following is not a typical property of second
transition series elements?

a) Variable oxidation states

b) Formation of colored compounds

c) Complete absence of complexes

d) Catalytic activity

Zirconium and hafnium have almost identical properties due to:
a) Similar electronegativity

b) Lanthanide contraction

¢) Same number of valence electrons

d) Similar atomic mass

Which of these elements is a coinage metal?
a) Mo

b) Pd

c) Tc

d) Zr

Cadmium is not considered a typical transition element because:
a) It has low melting point

b) It has a filled 4d'® configuration

¢) It does not form alloys

d) It is non-metallic

Answer Key

1b)Y

2 c¢) Complete absence of complexes

3b) Pd

4 b) Lanthanide contraction
5b) It has a filled 4d'° configuration

5.8.2 Short Answer
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. Explain why second transition series elements form colored

. Name two important alloys containing second transition series

[
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compounds.
Compare the catalytic activity of Mo and Pd.
Why does Cd not exhibit typical transition metal properties?
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elements and their uses.

5.8.3 Long Answer

1.

Discuss the general characteristics of the second transition series
with examples of oxidation states, color, magnetism, and catalytic
activity.

Explain the effect of lanthanide contraction on the chemical
similarity of Zr and Hf and its significance in coordination
chemistry.
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BLOCK -3
STUDY OF CHEMISTRY OF COMPLEX COMPOUNDS

Unit -6 Coordination compounds

Structure

6.1 Introduction

6.2 Objectives

6.3 Central Metal Ion and Ligands

6.4 Coordination Complexes-Stereochemistry and Symmetry
6.5 Fundamentals of Chelation

6.6 Summary

6.7 Exercise

6.8 References and suggested readings

6.1 Introduction -

Coordination chemistry is a fascinating field representing one of the
most active and basic areas in inorganic chemistry. which has a strong
bearing on their stereochemical properties that govern their reactivity,
stability and usage. Stereochemistry of coordination compounds — The
three-dimensional arrangement of ligands around a central metal ion is
determined by both electronic and steric factors and can take several
geometric arrangements. The arrangement that is determined of such
units impact their physical and chemical properties and make this spatial
organization crucial for biological systems, catalytic processes, and

materials science applications.

6.2 Objectives

1. To understand the structure, bonding, and geometry of
coordination compounds, including the role of ligands and
coordination numbers.

2. To apply coordination chemistry principles in explaining
properties such as color, magnetism, stability, and their
applications in biological and industrial systems.

6.3 Central Metal Ion and Ligands

A few key contributions to coordination geometry were the revolutionary

theories put forth by Alfred Werner in 1893 for the spatial arrangement
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of ligands around metal centersOne of the most significant of these in
terms of the birth of molecular chemistry was the work of the German
chemist Alfred Werner in 1893 who was the first person to describe the
ways in which different numbers of ligands could arrange themselves
around a central metal atom to give rise to stable structural forms, which
formed the basis of modern coordination chemistry. His advice regarding
octahedral complexes, in particular, revolutionized our understanding of

inorganic compounds and inspired a wealth of work in chemistry.

In the years that followed, Werner's work was built upon by scientists to
create complete models for predicting the geometric preferences of
coordination complexes. These frameworks take into account the
electronic configuration of the metal center, the nature and number of
ligands, and the resultant crystal field or ligand field effects. From these
considerations, chemists have noted a few common coordination
geometries; octahedral, tetrahedral, and square planar, all of which have
their own stereochemical characteristics and significance in a range of
fields. What understanding do we require to infer at what screen and in
which direction all the atoms, ligands and metals themselves, may be —
Despite terminology used in explaining coordination stereospin, Fork
and chain have different matrices of interpretation. We will also discuss
the common occurrence of chelation, where a single ligand forms
multiple bonds with a central metal, and the implications of chelation on
the stability and application of coordination complexes. This extensive
insight into the realm of coordination chemistry will provide insights into
elegant 3D constructs and their ramifications in diverse natural as well as

synthetic settings.

6.4 Coordination Complexes-Stereochemistry and Symmetry

This blog elucidates the octahedral coordinates and the stereochemistry
of octahedral coordination molecules. This form of isomerism occurs
when several ligands occupy specific locations around the metal core.
The formula of the complex is MA4B2, where A and B are separate

monodentate ligands that coordinate through a single site. The B ligands
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may be positioned adjacent to each other (cis configuration) or opposite
each other (trans configuration). These geometric isomers typically
display markedly distinct physical and chemical properties despite
possessing identical chemical formulas. A quintessential illustration of
this phenomenon is shown in platinum complexes, particularly cisplatin
[Pt(NHs)2Cl2], where the cis arrangement of the chloride ligands confers
its efficacy as an anticancer treatment, whereas the trans isomer exhibits

much less therapeutic action.

Octahedral complexes find wide applications in various fields including
catalysis, medicine, etc. In homogeneous catalysis, octahedral complexes
of ruthenium, rhodium and iridium mediate several important industrial
processes, including hydrogenation, carbonylation, and polymerization
reactions. For example, metalloproteins such as hemoglobin and
cytochromes in biochemistry use octahedral coordination of iron for
oxygen transport and electron transfer processes. Octahedral complexes
have therapeutic implications, not only in relation to cisplatin but also in
relation to ruthenium-based anticancer agents and gadolinium contrast

agent for magnetic resonance imaging.

Tetrahedral Geometry

In this maximally symmetrical arrangement, all four metal-ligand bonds
are indistinguishable, and the angles between any two ligands are
approximately 109.5°: the angle that minimizes the repulsion between
four pairs of electrons according to valence shell electron pair repulsion
(VSEPR) theory. The bond angle corresponds to the tetrahedral angle in
organic molecules for sp® hybridized carbon; however, the electronic
mechanisms of this geometry are dissimilar between organic and
coordination chemistry. Notably, tetrahedral coordination is common in
transition metal complexes with d° d° (high-spin), and d'° electronic
configurations and in main group element complexes. The electronic
states themselves have no directional preference, which allows ligands to
position themselves to minimize steric repulsion, which naturally leads

to tetrahedral coordination. Typical examples are zinc(II) complexes,
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evidenced in zinc tetraiodide [Znl4]*", copper(I) complexes, [Cu(CN)4]*",
and complexes of cobalt(Il), for example, [CoCls]*>", which has a blue
hue typical of tetrahedral cobalt coordination. Crystal field splitting
patterns in tetrahedral complexes are very different from what we
observe in octahedral complexes. The splitting pattern is essentially the
reverse of that seen in octahedral complexes, but the At in tetrahedral
complexes generally corresponds to only about 4/9 of the Ao for the
same metal-ligand pair. Tetrahedral split energies are low, which why
tetrahedral complexes are often high-spin, and they sometimes even
show colors even with d'° metal centers (which would be colorless in

octahedral coordiantion).

Stereochemically, tetrahedral complexes have fewer stereoisomers per
complex than their octahedral analogues. Simple tetrahedral
arrangements of two types of ligands are therefore formulated as
[MA:B:2] however, unlike octahedral complexes, show no geometric
isomerism, since all such arrangements are equivalent by rotation about
the center of the tetrahedron. Whereas optical isomerism only emerges
with the coordination of four diverse ligands to the metal, forming a
chiral center akin to asymmetric carbon atoms found in organic
chemistry. As enantiomeric pairs that rotate plane-polarized light in
different orientations. Tetrahedral complexes are applied in various
fields, notably in catalysis and bioinorganic chemistry. Tetrahedral
complexes of cobalt catalyze hydroformylation reactions used to convert
alkenes to aldehydes in industrial catalysis, and titanium-based Ziegler-
Natta catalysts with tetrahedral coordination geometry revolutionized

polyolefin formation

Square Planar Geometry

The geometry produces a very symmetrical system where all four of the
metal-ligand bonds bisect in a plane and adjacent ligands form 90 degree
angles with the metal center. However, there are no ligands above and
below the plane, the basic electronic environment and chemical

properties of square planar complexes are very different from tetrahedral
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geometry, although both have four coordination sites. Square planar
geometry is highly selective in the sense that it is typically only observed
for d® metal complexes, especially with platinum(Il), palladium(II),
gold(IIT), rhodium(I), and iridium(I). This preference is due to electronic
rather than steric effects. The four lower d-orbitals thus push their energy
down such that it is very favorable for eight d-electrons to occupy the
dx?-y?, dxy, dxz, and dyz orbitals while leaving the higher-energy dx*-y?
empty due to substantial stabilization of the dz* orbital in a square planar
arrangement. This electronic distribution leads to strong directional
bonding in the xy plane, essentially locking the complex to be in a

square planar geometry.

Transition metal complexes are classified according to the nature of their
geometry, with planar square geometry being exemplified by the
archetypal platinum(II) complexes. A classic anticancer compound,
cisplatin, [Pt(NHs)Clz], is arranged in a square planar configuration
around the square planar metal center with its two ammonia ligands and
two chloride ligands. Famous examples include tetrachloroplatinate(II)
[PtCls]> and the well-defined [RhCI(PPhs)s] (“Wilkinson's catalyst”),
which is square planar when one coordination site is empty (as a
monomer). When examining the stereochemistry of square planar
complexes, they exhibit very rich stereochemical properties, specifically
geometric isomerism. Complexes with formula [MA:B:] can present two
isomers cis (identical ligands neighbouring) or trans (identical ligands
opposing) A and B represent two different monodentate ligands. This
type of isomerism is analogous to that which can be found in octahedral
complexes but occurs in one plane instead of in three-dimensional

space.

Square planar complexes with mixed sets of inhomogeneous ligands
open even more complex stereochemical relationships. Despite the
planar arrangement, four different ligands, where [MABCD] makes the
configuration possible, thus optical isomerism is possible. This happens

because the complex does not have a plane of symmetry and cannot be
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superimposed on its mirror image. These chiral square planar complexes
are able to rotate plane-polarized light and interact differently with other
chiral molecules, features that is of immense importance in asymmetric
catalysis and biological applications. which have transformed synthetic
organic chemistry and drug development. The anticancer drugs cisplatin
and its derivatives are platinum-based square planar complexes that
revolutionized cancer therapy, while gold(Ill) complexes have shown
significant potential as anticancer agents, with mechanisms that are
distinct from those of platinum drugs. In addition, the highly defined
coordination environment of square planar complexes has also made
them particularly useful in supramolecular chemistry, where they may be
used to produce larger self-assembled materials for molecular

recognition, sensing and materials science.

Other Coordination Geometries

Of course, octahedral, tetrahedral, and square planar arrangements are
the most common coordination geometries, and coordination chemistry
has a wide variety of other three-dimensional structures that give rise to
varied stereochemistry for metal complexes. The other geometries
emerge due to the unique combinations of electronic factors, steric
demands and nature of ligands, that result in new arrangements taking
place that have unique characteristics and utility. An example of the
simplest arrangement, which corresponds to linear coordination
geometry, is when only two ligands coordinate to the metal center at an
angle of 180 degrees with respect to one another. This geometry is
predominant in d' metal ions with particular favorable electronic
configurations, especially copper(I), silver(I) and gold(I). Classic
examples of this include, but are not limited to, [Ag(NHs):]*, [Au(CN)-],
and [HgClz], where the linear conformation allows for minimized
repulsion of electron dense ligands while accommodating the metal
electronic preferences. The linear orientation establishes unconventional

reactivity profiles in these complexes, especially in the case of gold(I)
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catalysis, where its vacant coordination site significantly promotes the

activation of m-bonds in substrates, such as alkynes.

In trigonal planar geometry, the ligands are arranged around the metal at
120-degree angles in a plane. Such packing arrangements are typically
observed with d'° metals (such as copper(I) and silver(I)) and main-group
elements that prefer a  three-coordinate  environment.  The
tris(triphenylphosphine)copper(I) complex [Cu(PPhs)s;]* is one example
of this geometry, as is the industrially significant trimethylaluminum
[AI(CHs)s]. Trigonal Planar complexes display a different splitting in
crystal field terms which alters their electronic properties and reactivity
in this respect an incoming nucleophile can enter ligands on and off the
coordination plane. Trigonal bipyramidal geometry has five coordination
positions about the metal, 3 ligands occupy equatorial positions, which
are at 120-degree angles to one another in a plane containing the metal,
while the other 2 ligands occupy axial positions above and below this
plane at a distance of 180 degrees from one another. This geometry is
frequently seen in main group compounds such as phosphorus
pentachloride (PCls) and in some transition metal complexes, especially
those of iron(II), cobalt(Il), and nickel(I) with certain ligand sets. The
trigonal bipyramidal coordination of a MPU creates two different and
distinctly electroactive coordination sites, equatorial and axial, that can
lead to site-selective exchange reactions and fluxional behavior in

solution.

Pentagonal bipyramidal coordination 7 with five ligands in a pentagonal
plane around the metal and two ligands occupying axial positions
perpendicular to the pentagonal plane. That relatively rare geometry
appears mainly in complexes of larger metals with suitable electronic
configurations, including molybdenum(Il), tungsten(Il) and some
lanthanides. The results show an unusual seven-coordinate environment
resulting in distinctive electronic properties and coordination of complex
polydentate ligands that coil around the metal center such as some

molybdenum species that are biologically relevant. This geometry is
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frequently encountered as a transient species in dynamic processes using
octahedral complexes, yet can also arise as a stable state in some
complexes for metals, such as copper(Il) or vanadium(IV) and others,
which have appropriate electronic structures. As a paradigm, the
geometry in the copper(Il) complex [Cu(NHs)s(H20)]**, having four
ammonia ligands at the square base and a water molecules at the apical
position. The electronic environment in such square pyramidal
arrangement is not symmetrical, which has implications for the
complex's spectroscopic and reactivity behavior. Tretrahedral, trigonal
prismatic (some molybdenum and tungsten complexes), square
antiprismatic geometry (eight-coordinate complexes of zirconium and
hafnium), and various more unusual distorted geometries of the more
common arrangements are also known. Uncommon coordination
environments tend to emerge when there is a commensurable
combination of metal electronic configuration, steric restraints from the
ligands, and crystal packing forces that maximize benefits and minimize
costs, resulting in distinct properties and thus utility in applications

broadening from catalysis to materials.

The multitude of coordination geometries reflects the extraordinary
versatility of metal-ligand interaction and the importance of
understanding three-dimensional structure in coordination chemistry.
Each geometry generates a unique electronic environment around the
metal center affecting properties from magnetic behavior and
spectroscopic features to catalytic activity and biological function.
Studying these geometric arrangements systematically allows us to
understand the principles underlying metal-ligand bonding and the
rational design of coordination complexes with properties optimized for

desired applications.

6.5 Fundamentals of Chelation

The molecular architecture of chelating ligands features two or more
donor atoms positioned at appropriate distances to simultaneously

coordinate to a single metal center. These donor atoms typically include
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nitrogen, oxygen, phosphorus, or sulfur, arranged within the ligand
structure to create the optimal geometric configuration for ring formation
upon coordination. Common chelating agents include ethylenediamine
(en), which coordinates through two nitrogen atoms; acetylacetonate
(acac), which binds through two oxygen atoms; and
ethylenediaminetetraacetate (EDTA), which can form up to six
coordination bonds with a metal through its nitrogen and oxygen donor
atoms. The classification of chelating ligands depends like
ethylenediamine or oxalate, form two coordination bonds with the metal
center. Tridentate ligands, such as diethylenetriamine or terpyridine,
create three bonds. Tetradentate ligands, exemplified by porphyrins in
hemoglobin or chlorophyll, form four bonds. Hexadentate ligands, with
EDTA being the archetypal example, can establish six coordination
bonds, potentially occupying all coordination sites in an octahedral
complex. These multidentate ligands create chelate rings of various sizes,
commonly five-membered or six-membered, though both smaller and

larger rings can form depending on the ligand structure.

The formation of chelate rings introduces distinctive conformational
constraints that significantly influence the complex's properties. Five-
membered chelate rings generally exhibit optimal stability due to
minimal ring strain and favorable bond angles, as seen in complexes of
ethylenediamine. Six-membered rings, while slightly less stable than
five-membered rings, still confer substantial stability compared to
complexes with monodentate ligands. The conformation of these chelate
rings can vary, with five-membered rings typically adopting envelope or
half-chair conformations, while six-membered rings may display chair,
boat, or twist-boat conformations analogous to those observed in organic
cyclohexane derivatives. More complex stereochemical relationships
emerge in mixed chelate complexes, where different types of chelating
ligands coordinate to the same metal center. Diastereoisomerism can
occur when these complexes contain inherently chiral ligands, creating
multiple stereoisomers with distinct physical and chemical properties.
The systematic understanding of these stereochemical relationships
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provides essential insights for designing coordination complexes with
specific three-dimensional structures for applications ranging from

enantioselective catalysis to targeted drug delivery.

The electronic effects of chelation extend beyond simple ring formation
to influence the electronic properties of the metal center. Chelating
ligands often create stronger crystal fields than their monodentate
analogs, potentially altering the spin state, color, and reactivity of the
complex. Additionally, the rigid conformational constraints imposed by
chelate rings can influence the orbital overlap between metal and ligand,
affecting properties like back-bonding in complexes with m-acceptor
ligands. These electronic effects contribute significantly to the enhanced
stability and distinctive properties of chelate complexes compared to

their non-chelated counterparts.

The Chelate Effect

This effect has profound implications across diverse fields, from
industrial metal extraction and environmental remediation to biological
systems and medicinal applications. Understanding the theoretical basis
and practical consequences of the chelate effect provides essential
insights into the design and application of coordination compounds. The
thermodynamic foundation of the chelate effect lies in comparing the
stability constants of chelate complexes with those of analogous
complexes containing separate monodentate ligands. For instance, the
stability constant for the bis(ethylenediamine)copper(Il) complex
[Cu(en)2]** exceeds that of the tetraamminecopper(Il) complex
[Cu(NHs)4]*" by approximately eight orders of magnitude, despite both
complexes involving copper(Il) coordination to four nitrogen donor
atoms. s from favorable changes in both enthalpy and entropy during
complex formation. The entropic contribution to the chelate effect arises
from fundamental principles in statistical thermodynamics. When a metal
ion forms a complex with monodentate ligands, each coordination event
reduces the system's entropy by restricting the translational freedom of

an independent ligand molecule. However, when a chelating ligand
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coordinates to a metal, the coordination of its second (or subsequent)
donor atom occurs with a considerably smaller entropy decrease, as this
donor atom already has limited translational freedom due to its covalent

attachment to the first donor atom.

This entropic advantage can be quantified through thermodynamic cycles
and has been verified through calorimetric measurements. For instance,
studies comparing the thermodynamics of copper(Il) complexation with
ethylenediamine versus ammonia reveal that the entropy term (TAS)
accounts for a significant portion of the free energy difference between
these complexes. As the number of chelate rings in a complex increases,
the entropic advantage generally becomes more pronounced, explaining
why hexadentate ligands like EDTA form exceptionally stable
complexes with many metal ions. The formation of chelate rings often
allows for optimal metal-ligand bond distances and angles, minimizing
strain and maximizing bonding interactions. Additionally, chelate ring
formation can induce electronic redistributions within the ligand,
enhancing the donor strength of coordinating atoms and strengthening
metal-ligand bonds. These enthalpic contributions vary considerably
depending on the specific metal-ligand combination and the size of the
chelate ring formed. magnitude of the chelate effect. Five-membered
chelate rings generally confer optimal stability due to favorable bond
angles and minimal ring strain, as exemplified by complexes with
ethylenediamine or glycinate ligands. Six-membered rings, while still
providing substantial stability enhancements, typically exhibit slightly
weaker chelate effects due to increased conformational flexibility and
potential ring strain. Smaller rings (three or four-membered) often
introduce significant strain that can counteract the favorable entropic
contributions of chelation, while larger rings (seven-membered or larger)
may lack the conformational rigidity necessary to maintain optimal

coordination geometry.

The chelate effect demonstrates systematic trends across the periodic

table, varying with both the metal ion and the ligand structure. For
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transition metals, the effect generally increases with the charge density of
the metal ion, making chelate complexes particularly stable . Among
ligands, those forming multiple five-membered chelate rings typically
exhibit the strongest chelate effects, explaining the exceptional metal-
binding properties of ligands like EDTA and
diethylenetriaminepentaacetate (DTPA). The macrocyclic effect
represents an extension of the chelate effect, referring to the enhanced
stability of complexes containing cyclic polydentate ligands compared to
analogous open-chain chelating ligands. Macrocyclic ligands like
porphyrins, corrins, and synthetic crown ethers form exceptionally stable
complexes due to a combination of preorganization effects, reduced
conformational entropy loss upon complexation, and optimal

arrangement of donor atoms.

Applications of Chelation

The principles of chelation have found extensive applications across
diverse fields, leveraging the enhanced stability and tailored properties of
chelate complexes to address challenges ranging from environmental
remediation to medical diagnostics and therapy. These applications
exploit various aspects of chelation, including the thermodynamic
stability of chelate complexes, their kinetic properties, and their ability to
alter the biological and chemical behavior of metal ions. In industrial and
environmental chemistry, chelating agents play crucial roles in metal
extraction, purification, and remediation processes. EDTA and similar
aminopolycarboxylic acids serve as versatile chelating agents for
removing metal contaminants from  industrial =~ wastewater,
decontaminating soils affected by heavy metal pollution, and treating
cases of metal poisoning in living organisms. The exceptional stability of
EDTA complexes with metals like lead, cadmium, and mercury enables
their effective sequestration and removal from various matrices. In
hydrometallurgy, chelating extractants facilitate the selective separation
of valuable metals from ores or recycled materials, with reagents like

LIX (a-hydroxyoximes) enabling the industrial-scale recovery of copper
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through solvent extraction processes. The application of chelation in
analytical chemistry has revolutionized techniques for metal detection,
quantification, and speciation. Colorimetric reagents like 1,10-
phenanthroline for iron, dimethylglyoxime for nickel, and dithizone for
heavy metals form intensely colored chelate complexes that enable
sensitive spectrophotometric determination of these elements. In atomic
absorption  spectroscopy, chelating agents like EDTA and
diethyldithiocarbamate serve as masking agents to prevent interference
from competing metals, enhancing the selectivity of these analytical
methods. Chelating resins and stationary phases have enabled advances
in chromatographic separation of metal ions, while chelate-based
fluorescent sensors provide powerful tools for detecting trace metals in

environmental and biological samples.

The field of medicine has particularly benefited from applications of
chelation principles. Chelation therapy addresses conditions involving
metal overload, with drugs like deferoxamine treating iron overload in
thalassemia patients, while dimercaprol (BAL) and succimer combat
poisoning by heavy metals like lead, mercury, and arsenic. These
therapeutic chelating agents selectively bind the toxic metals and
facilitate their excretion, effectively reducing their concentration in
tissues and mitigating their harmful effects. The design of these chelating
drugs balances metal-binding affinity with appropriate pharmacokinetic
properties to ensure effective in vivo performance while minimizing side
effects like depletion of essential metals. In diagnostic medicine,
chelating agents have enabled remarkable advances in imaging
technologies, particularly These chelating ligands serve the dual purpose
of preventing the inherent toxicity of free gadolinium while maintaining
its paramagnetic properties, creating safe and effective diagnostic tools.
Similar principles apply in nuclear medicine, where chelating agents like
DTPA and DOTA form stable complexes with radioisotopes like
technetium-99m, indium-111, and yttrium-90 for diagnostic imaging and

targeted radiotherapy.
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The pharmaceutical industry employs chelation principles in drug design
beyond chelation therapy, particularly for improving the bioavailability
and efficacy of metal-based drugs. Platinum-based anticancer agents like
carboplatin and oxaliplatin utilize chelating dicarboxylate and oxalate
ligands, respectively, to modify the pharmacokinetic properties and
toxicity profiles of these drugs compared to cisplatin. Similarly,
chelating ligands in ruthenium-based anticancer compounds and
gadolinium contrast agents enable fine-tuning of their biological
properties.  In the realm of catalysis, chelating ligands have
revolutionized homogeneous catalytic systems by creating well-defined
coordination environments that enhance catalyst stability, selectivity, and
activity. Bidentate phosphine ligands like BINAP enable highly
enantioselective hydrogenation reactions, while nitrogen-based chelating
ligands feature prominently. The chelate effect stabilizes these catalysts
under reaction conditions, while the spatial constraints imposed by
chelate rings influence the approach of substrates to the metal center,
often determining the stereochemical outcome of the reaction. This
application of chelation principles has transformed synthetic chemistry,
enabling more efficient and selective pathways for creating complex
molecules. Chelation also plays essential roles in biological systems,
where nature has evolved sophisticated chelating systems for controlling
metal ion availability and function. Iron transport proteins like transferrin
and lactoferrin utilize the chelate effect through specific binding pockets
that coordinate iron with exceptional affinity (stability constants around
10?°), allowing them to sequester and transport iron while preventing its
participation in harmful redox chemistry. Metalloenzymes like carbonic
anhydrase, alcohol dehydrogenase, and superoxide dismutase employ
chelating amino acid residues (histidine, cysteine, glutamate) to create
precise coordination environments that enable the catalytic functions of
their metal cofactors. The study of these biological chelating systems has
inspired biomimetic approaches to designing artificial metalloenzymes

and metal-binding therapeutics.
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The future of chelation applications continues to evolve with advances in
supramolecular chemistry and materials science. Self-assembled metal-
organic frameworks (MOFs) exploit the directional bonding in metal-
chelate interactions to create porous materials with applications in gas
storage, separation, catalysis, and sensing. Luminescent chelate
complexes, particularly those involving lanthanides, enable time-
resolved fluoroimmunoassays with exceptional sensitivity for detecting
biomarkers in medical diagnostics. Chelate complexes also feature
prominently in molecular electronics, photovoltaics, and information
storage technologies, where their unique electronic and magnetic

properties offer pathways to novel functional materials.

Check Your Progress

1. Define a coordination compound.

6.6 Summary

Coordination compounds consist of a central metal atom or ion
bonded to surrounding ligands through coordinate covalent bonds.
The metal is usually a transition element, and ligands can be neutral
molecules (H.O, NHs) or anions (Cl, CN"). The coordination
number (commonly 2, 4, or 6) determines the geometry, such as
linear, tetrahedral, square planar, or octahedral. They are classified
by ligand type, charge, and denticity, and named according to [IUPAC
rules. These compounds exhibit structural and stereoisomerism.
Stability depends on the metal, ligand, and chelate effect.
Coordination compounds have important applications in catalysis,
medicine (e.g., cisplatin), biology (hemoglobin, vitamin Bi2), and

materials chemistry.

6.7 Exercise
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6.7.1 Multiple Choice Questions

1.

In a coordination compound, the ligand donates:
a) Proton

b) Both electrons

c¢) One electron pair

d) Neutron

The coordination number of [Fe(CN)s]*" is:
a)2
b) 4
c)6
d) 8

Which of the following is a bidentate ligand?
a) NH;

b) ClI-

c) Ethylenediamine (en)

d) H.O

Cisplatin, a chemotherapy drug, has which geometry?
a) Linear

b) Tetrahedral

c¢) Square planar

d) Octahedral

The chelate effect makes complexes:
a) Less stable

b) More stable

c¢) Neutral

d) Non-coordinating

Answer key

1 ¢) One electron pair

2¢)6

3 ¢) Ethylenediamine (en)
4 ¢) Square planar
5 b) More stable

6.7.2 Short Answer

1.

W

Explain the difference between unidentate, bidentate, and

polydentate ligands.

Describe the geometries of complexes with coordination numbers

2,4, and 6.
Write the [IUPAC name of [Cr(H20)4Cl-]".
Explain the chelate effect with an example.

Give two applications of coordination compounds in medicine

and biology.
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6.7.3 Long Answer

1.

2.

Discuss the classification, nomenclature, and isomerism of
coordination compounds with suitable examples.

Explain the factors affecting the stability of coordination
compounds and illustrate the chelate effect using EDTA
complexes

6.8 References and Suggested Reading

1.
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Chemistry (5th ed.). Pearson.
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UNIT -7Basics of Chemical Kinetics

Structure

7.1 Introduction

7.2 Objectives

7.3 Definition of Rate of Reaction and Rate Laws

7.4 Factors Affecting Reaction Rates

7.5 Reaction Mechanisms and Elementary Steps

7.6 Kinetic U — Experimental Methods in Chemical Kinetics
7.7 Summary

7.8 Exercise

7.9 References and suggested readings

7.1 Introduction

Chemical kinetics is the branch of chemistry that deals with the study of
the rate of chemical reactions and the factors affecting them. It helps in
understanding how fast a reaction occurs, the reaction mechanism, and
the influence of parameters such as temperature, concentration,
catalysts, and pressure. Kinetics provides crucial insight into reaction
pathways, allowing chemists to design efficient chemical processes and
predict product formation. The study involves concepts like rate laws,
order of reaction, activation energy, and the Arrhenius equation,
which quantify and explain reaction rates.Chemical kinetics is the study
of reaction rates, the factors that influence these rates, and the
mechanisms by which reactions occur. Understanding chemical kinetics
provides valuable insight into how chemical processes unfold over time
and how they can be controlled or optimized for various applications
from industrial production to biological systems.

7.2 Objectives

1. To understand the factors influencing reaction rates and the
mathematical expression of rate laws.

2. To analyze reaction mechanisms, determine reaction order, and
calculate kinetic parameters such as rate constants and activation
energy.

7.3 Definition of Rate of Reaction and Rate Laws
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The rate of a chemical reaction describes how quickly reactants are
converted into products. It is typically expressed as the change in
concentration of a reactant or product per unit time. For a general

reaction:

aA+bB — cC+dD

The rate can be defined in terms of the disappearance of reactants or the

appearance of products:

Rate = -1/a x d[A]/dt = -1/b x d[B]/dt = 1/c x d[C]/dt = 1/d x d[D]/dt

The negative sign for reactants indicates their decreasing concentration,
while the positive sign for products indicates their increasing
concentration. The stoichiometric coefficients (a, b, ¢, d) are used to
normalize the rate expression, ensuring the same numerical value

regardless of which species is measured.

Rate laws are mathematical expressions that relate the reaction rate to the

concentrations of reactants. The general form of a rate law is:

Rate = k|A]*m[B]*n

Where:

e k is the rate constant, specific to the reaction at a given
temperature
e [A] and [B] are the molar concentrations of reactants

e m and n are the reaction orders with respect to reactants A and B

The overall reaction order is the sum of the individual orders (m + n).
Importantly, reaction orders must be determined experimentally and
cannot simply be deduced from the balanced chemical equation. Rate
laws provide crucial information about reaction mechanisms.Zero-order
reactions (order = 0) proceed at a constant rate regardless of reactant

concentration: Rate = kFirst-order reactions (order = 1) have rates
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directly proportional to the concentration of one reactant: Rate =
k[A]Second-order reactions (order = 2) may depend on the square of one
reactant's concentration or on the product of two different reactants'
concentrations: Rate = k[A]*2 or Rate = k[A][B]The units of the rate
constant k depend on the overall reaction order, ensuring dimensional
consistency in the rate equation. For zero-order reactions, k has units of
concentration/time (e.g., mol L*-1 s”-1). For first-order reactions, k has
units of time”-1 (e.g., s"-1). For second-order reactions, k has units of
concentration™-1 time”*-1 (e.g., L mol”-1 s”-1).Integrated rate laws are
derived from differential rate laws through calculus, allowing the
determination of concentrations at any time t. For a first-order reaction,

the integrated rate law is:

In[A]t = In[A]0 - kt

Where [A]O is the initial concentration and [A]t is the concentration at
time t. This can be rearranged to calculate the half-life (t1/2), which is
the time required for the concentration of a reactant to decrease to half its

initial value:

t1/2 = In(2)/k

For first-order reactions, the half-life is independent of initial
concentration, whereas for other reaction orders, half-life depends on the

initial concentration.

7.4 Factors Affecting Reaction Rate:

Several factors significantly influence the rate of chemical reactions,

allowing for control and optimization of chemical processes.

Concentration: According to the collision theory, reactions occur when
molecules collide with sufficient energy and proper orientation.
Increasing reactant concentration increases the frequency of molecular
collisions, typically resulting in higher reaction rates.The quantitative
relationship between concentration and reaction rate is described by the
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rate law. For most reactions, higher reactant concentrations lead to faster
reaction rates, though the specific mathematical relationship depends on
the reaction order. For zero-order reactions, concentration changes don't
affect the rate. For first-order reactions, doubling the concentration
doubles the rate. For second-order reactions, doubling the concentration
quadruples the rate if the order is with respect to a single reactant.In
complex reaction networks, intermediate or product concentrations can
also influence reaction rates through feedback mechanisms. Reaction
rates may be accelerated by autocatalysis, where a product catalyzes its

own formation, or slowed by product inhibition.

Temperature

Temperature has a profound effect on reaction rates, with most reactions
proceeding faster at higher temperatures. This acceleration occurs
because higher temperatures increase both the average kinetic energy of
molecules and the fraction of molecules possessing energy equal to or
greater than the activation energy (Ea) required for reaction.The
Arrhenius equation quantitatively describes the temperature dependence

of reaction rates:

k = Ae*(-Ea/RT)

Where:

o ks the rate constant

e A is the pre-exponential or frequency factor (related to collision
frequency)

o Eais the activation energy

e Ris the gas constant (8.314 J mol*-1 K*-1)

o T is the absolute temperature in Kelvin

Taking the natural logarithm of both sides yields:

In(k) =In(A) - Ea/RT
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This linear relationship between In(k) and 1/T allows experimental
determination of activation energy from rate measurements at different
temperatures. The activation energy represents an energy barrier that
reactant molecules must overcome to form products. Lower activation
energies result in faster reactions.A useful rule of thumb is that many
reaction rates approximately double with a 10°C increase in temperature,
though this varies depending on the specific activation energy. This
temperature sensitivity has important implications in numerous

applications, from food storage to industrial chemical processing.

Pressure: For reactions involving gases, pressure can significantly affect
reaction rates. Increasing pressure effectively increases the concentration
of gaseous reactants by compressing them into a smaller volume, leading
to more frequent molecular collisions and typically faster reaction
rates.According to Le Chatelier's principle, for reactions where the
number of gaseous molecules changes, pressure changes can shift the
equilibrium position. For reactions where fewer gas molecules are
present in the products than in the reactants, increased pressure favors
the forward reaction, potentially increasing the rate of product
formation.The quantitative effect of pressure depends on the reaction's
rate law and molecularity. For elementary gas-phase reactions, the rate is
often proportional to the partial pressures of the reactants raised to
powers equal to their stoichiometric coefficients.In condensed-phase
reactions (liquids and solids), pressure effects are usually less significant
unless extremely high pressures are applied, which can alter molecular

conformations, solvation patterns, or reaction mechanisms.

Catalysts: Catalysts are substances that increase reaction rates without
being consumed in the overall reaction. They work by providing an
alternative reaction pathway with a lower activation energy, allowing a
larger fraction of molecular collisions to result in successful
reactions.The fundamental principle of catalysis is that catalysts
participate in the reaction mechanism, forming intermediate complexes

with reactants that facilitate bond breaking and formation before
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regenerating the catalyst. This catalytic cycle can repeat many times,
enabling a small amount of catalyst to process a large amount of

reactants.Catalysts can be classified as:

1. Homogeneous catalysts: Present in the same phase as the
reactants (e.g., acids in aqueous solution catalyzing ester
hydrolysis)

2. Heterogeneous catalysts: Present in a different phase than the
reactants (e.g., solid metal surfaces catalyzing gas-phase
reactions)

3. Enzymes: Biological catalysts that typically achieve remarkable

specificity and efficiency

The effectiveness of a catalyst is often characterized by its turnover
number (the number of reactant molecules converted per catalyst
molecule) and turnover frequency (the turnover number per unit
time).Importantly, catalysts affect only the kinetics of a reaction, not its
thermodynamics. They increase the rate at which equilibrium is reached
but do not change the equilibrium position or the overall energy change
of the reaction. Catalysts can, however, influence reaction selectivity by
preferentially accelerating one reaction pathway over competing
ones.Catalysts can be inhibited or poisoned by certain substances that
bind strongly to the catalyst, blocking active sites. Understanding these
processes is crucial for maintaining catalyst efficiency in practical
applications.The development and optimization of catalysts is a major
focus in modern chemical research, with applications ranging from
industrial ammonia synthesis and petroleum refining to automotive
emission control and pharmaceutical production. Catalysis plays a
central role in green chemistry, often enabling reactions to proceed under
milder conditions with reduced energy consumption and waste

generation.

7.5 Reaction Mechanisms and Elementary Steps
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To understand chemical kinetics we must look at reaction mechanisms:
the series of elementary steps that convert reactants into products. An
elementary step is a single molecular event that cannot be further
decomposed into other molecular events.The molecularity of an
elementary step is the number of molecules that need to collide in order
for each reaction to take place. Unimolecular reactions consist of the
combustion of a single molecule, whereas bimolecular reactions consist
of an interaction between two molecules through collision. Termolecular
reactions, where the collision of three molecules at the same time must
occur, are extremely rare because of the low probability of such
collisions.For complex reactions, the overall reaction rate is usually set
by the slowest elementary step, called the rate-determining step or rate-
limiting step. This step establishes a bottleneck in the reaction sequence

that sufficiently governs overall reaction rates.

From the previous concepts, reaction intermediates are species formed
in one elementary step and consumed in another one. XN: They may be
very reactive and only present at low concentrations, so they are difficult
to detect experimentally. The proposed mechanism needs to be consistent
with the experimentally measured rate law. Thus, this approximation
enables simplifications of complex mechanisms leading to rate

expressions, which can then be experimentally validated.

7.6 Kinetic U — Experimental Methods in Chemical Kinetics

There are various experimental methods used to measure reaction rates

and obtain rate laws:

e Spectroscopic techniques measure the changes in the absorption
or emission of electromagnetic radiation as reactants are
converted to products.

e Conductivity measurements detect reactions with ionic species

through changes in electrical conductivity.
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e (Gas-phase reactions in which the following is allowed to change
can be monitored by changes in pressure or volume:

e Optical rotation: Polarimetry monitors reactions of optically
active compounds by the variation in the optical rotation.

e (alorimetry: the measurement of heat released or absorbed
during reactions.

e Stop-flow approaches enable the mixing of reagents to be
performed on millisecond timescales and to probe fast reactions.

e Relaxation methods disturb the system from equilibrium and
observe its return to equilibrium, giving direct access to reaction
kinetics.

e Flash photolysis is a technique that employs a short and intense
light pulse to induce a reaction and then observes the following
changes.

¢ An increasing use of modern computational methods are being
applied alongside experimental studies to predict both rates of
reaction and mechanisms based upon quantum mechanical

calculations of potential energy surfaces and transition states.

Enzyme Kinetics

basis for the three pillars of biochemistry, medicine, and biotechnology.
by factors of 1076 to 10"12 over uncatalyzed reactions. Enzyme kinetics
provides the Enzymes are biological catalysts that dramatically enhance
the rates of biochemical reactions, most commonlydissociate back to E
and S or go on to form product (P) and regenerate free enzyme:
allosteric kinetics where only active species are present. In this model, an
enzyme (E) binds reversibly to a substrate (S) to form an enzyme-
substrate complex (ES), which can either The Michaelis-Menten model

is the special case of

E+S=ES—E+P

Michael-Christrensen equation: At steady-state, the reaction velocity (v)

is described by the
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v = Vmax[S] / (KM + [S])

Where:

saturating concentrations of substrate, which is equal to kcat[E]total e
Vmax, or maximum reaction rate, is reached atenzyme molecule per unit
time e« kcat is the catalytic constant or turnover number, the maximum
number of substrate molecules converted to product perat which the
reaction rate is equal to half of Vmax and is therefore, often linearly
correlated to the binding affinity of enzyme for substrate * KM is the

Michaelis constant, substrate concentration

(b) At low substrate concentrations ([S] > becomes saturated and the
reaction becomes zero-order. KM), the enzymethe Michaelis-Menten

equation: The Lineweaver-Burk plot (double reciprocal plot) linearizes

1/Vmax 1/v=(KM/Vmax)(1/[S]) +

regression, this linearization historically enabled the extraction of kinetic
parameters directly from experimental data. Although less accurate than

direct nonlinear

Kinetics can be affected by several factors:

Competitive inhibitors bind enzyme active site preventing substrate
binding. It increase the apparent KM but does not change Vmax.away
from the active site, lowering Vmax while not changing KM. A

noncompetitive inhibitor attaches to another part of the enzyme

inhibitors because they bind only to the enzyme-substrate complex.
Vmax and KM are reduced equally by uncompetitiveallosteric effectors
and are located on regulatory sites of the enzyme, whenever they attach
to those regulatory sites, they induce conformational changes either they
increase the / decrease the enzyme activity. They are calledenzyme on
substrate brinding and catalysis is hugely affected by the pH. The

influence of ionization states of amino acid residues in thewell as
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enzyme stability, resulting in an optimal temperature range for activity.
Temperature influences the frequency of molecular collisions ascan be
described with the Hill equation: hyperbolic hyperbolic Propogation
process. Such behavior 4 (Metabolic Enzymes and Control) ENZYMES
ENZYME KINETIC BEHAVIOR Cooperative Binding of Substrates
Noisy Biological Signals and Zealous EnzJf'ne Catalysis "E 51 Due to to

computing, the. sophistication achieve the sigmoidal and

v =Vmax[S]*n / (K0. 5*n + [S]"n)

indicating the extent of cooperativity. Where n is the Hill
coefficient,uncovering fundamental mechanisms of enzyme action but
also inform the design of enzyme inhibitors as drugs and the
optimization of enzymatic processes in biotechnology. The discoveries
made through enzyme kinetic studies have deeper implications than
justChemical Kinetics in Solutionalkaline properties35(Gibbs surface
energy) than in solution due to effects such as solvent, diffusion
limitations around the catalyst, and ionic interactions. Gaseous reactions
present differentby solvent molecules, which in turn can affect reaction
rates in a number of possible ways: In solution, reactant molecules are
surroundedor destabilize reactants, products, and transition states,
changing activation energies. Solvation can stabilizefrequency of
molecular encounters, depend upon viscosity. Diffusion rates, and hence
theand reactivity of charged species. The dielectric properties can affect
stabilityinteractions like hydrogen bonding and acid-base interactions
can promote or inhibit specific reaction steps. Certain solvent-
soluteespecially relevant for radical reactions and photochemical
processes. fragments following bond cleavage, which raises the
likelihood of recombination instead of diffusion away from each other.
This impact is The solvent cage effect occurs when solvent molecules
temporarily capture the reactants orconstant for an ion reaction depends
on ionic strength (1), as formulated in the Bronsted-Bjerrum equation: in
solution, the salt effect describes (rate constant) dependence on the ionic

strength (IS) of the solution. The rate For ionic reactions

118
MATS Centre for Distance and Online Education, MATS University



=1.02 x zA x zB x Yp / (1 + Vp) log(k/k0)

charged reactants and on the transition state. are the charges of the
respective colliding ions, and kO is the rate constant for zero ionic
strength. This connection results from the dependence of the ionic
atmosphere on the activity coefficients of Where zA and zBreactions
have an upper limit of rate constant, which is given by: at which the
reactants will encounter each other in solution. Such Diffusion-
controlled (or diffusion-limited) reactions happen when the rate of the

reaction is limited by the rate
kdiff = 4tRD

As a fundamental discipline within chemistry, kinetics connects
microscopic molecular behavior to macroscopic observations, providing

essential insights into the temporal dimension of chemical change.
Check Your Progress

1. Define rate of reaction.

7.7 Summary

Chemical kinetics is the branch of chemistry that studies the rate of
chemical reactions and the factors affecting them. The rate of reaction
is defined as the change in concentration of reactants or products per unit
time. It depends on the nature of reactants, concentration, temperature,

presence of catalysts, and surface area in heterogeneous reactions. The
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rate law expresses the relationship between reaction rate and reactant
concentrations with a rate constant, and the order of reaction is the sum
of the exponents in the rate law. The rate constant (k) is specific to a
given reaction at a particular temperature. The half-life (t'2) of a reaction
depends on its order; for first-order reactions, it is independent of
concentration. The Arrhenius equation relates the rate constant to

activation energy and temperature, showing that higher temperatures

increase reaction rates.

7.8 Exercise questions

7.8.1 Multiple Choices Questions

1.

b S

The rate of a chemical reaction is defined as:

a) Increase in product per unit volume per unit time
b) Decrease in reactant per unit volume per unit time
c) Bothaandb

d) None

For a first-order reaction, the half-life is:

a) Proportional to initial concentration

b) Inversely proportional to concentration

¢) Independent of concentration

d) Zero

In the Arrhenius equation k=Ae—Ea/RTk = Ae"{-

E a/RT}k=Ae—Ea/RT, EaE aEa represents:

a) Rate constant

b) Activation energy

c¢) Frequency factor

d) Enthalpy change

The unit of rate constant for a zero-order reaction is:
a)mol L' s™!

b)s!
¢) Lmol’s™
d) mol? L2 s!

The rate-determining step in a reaction mechanism is:
a) Fastest step

b) Slowest step

c) First step

d) Last step

Answer key

Answer: c) Both a and b

Answer: c¢) Independent of concentration
Answer: b) Activation energy

Answer: a) mol L' s!
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7.8.2 Short Answer

Differentiate between order of reaction and molecularity. INOPl}_I(;ASTéiI‘? ND
Derive the integrated rate law for a first-order reaction. CHEMISTRY

Explain the significance of the rate constant.

What is the effect of temperature on rate constant according to
Arrhenius equation?

5. Define activation energy and explain its role in chemical
reactions.

=

7.8.3 Long Answer

1. Derive the expression for the half-life of a first-order reaction and
explain why it is independent of concentration.

2. Discuss in detail the factors affecting the rate of a chemical
reaction with suitable examples.

7.9 References and Suggested Reading
1. Atkins, P., & de Paula, J. (2010). Physical chemistry (9th ed.).
Oxford University Press, Great Clarendon Street, Oxford OX2 6DP,
United Kingdom.
2. Cotton, F. A., Wilkinson, G., Murillo, C. A., & Bochmann, M.
(1999). Advanced inorganic chemistry (6th ed.). John Wiley & Sons,
Inc., 605 Third Avenue, New York, NY 10158, USA.
3.Laidler, K. J., Meiser, J. H., & Sanctuary, B. C. (1999). Physical
chemistry (4th ed.). Houghton Mifflin, 222 Berkeley Street, Boston,
MA 02116, USA.
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UNIT 8 Rate Laws and Order of Reactions

Structure

8.1 Introduction

8.2 Objectives

8.3 Rate Law Expression

8.4 Order of Reaction

8.5 Complex Reaction Orders and Mechanisms
8.6 Catalysis and Rate Laws

8.7 Summary

8.8 Exercise

8.9 References and suggested readings

8.1 Introduction

Chemical reactions proceed at different rates depending on various
factors such as concentration of reactants, temperature, presence of
catalysts, and the nature of the reactants themselves. Understanding the
mathematical relationship between reaction rate and concentration is
fundamental to chemical kinetics. This relationship is expressed through
rate laws, which describe how the rate of a reaction depends on the
concentration of reactants, and reaction orders, which indicate the power
to which each concentration term is raised in the rate law.

8.2 Objectives

1. To understand the mathematical relationship between reaction
rate and reactant concentrations, and to determine the order of
reaction experimentally.

2. To apply rate laws and reaction order concepts in predicting
reaction behavior, calculating rate constants, and analyzing
reaction mechanisms.

8.3 Rate Laws Expression
The rate law for a general reaction aA + bB — cC + dD can be expressed

as:

Rate = k[A]"m[B]"n

Where:
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o Rate is the reaction rate, typically measured in mol-L"-1-s-1

e kis the rate constant, with units depending on the overall reaction
order

e [A] and [B] are the molar concentrations of reactants A and B

e m and n are the reaction orders with respect to reactants A and B

The overall reaction order is the sum of the individual orders: m + n. It's
important to note that reaction orders are determined experimentally and
cannot be inferred from the stoichiometric coefficients in the balanced
chemical equation. They provide insight into the molecular mechanism
of the reaction.Rate constants (k) are specific to each reaction and
depend strongly on temperature, following the Arrhenius equation: k =
Ae”(-Ea/RT), where A is the frequency factor, Ea is the activation
energy, R is the gas constant, and T is the absolute temperature. The
units of k depend on the overall reaction order and are designed to ensure

that the rate has units of concentration per time.

8.4 Order of Reactions

a) Zero-Order Reactions: Characteristics and Examples

In zero-order reactions, the rate is independent of the concentration of

reactants. The rate law simplifies to:

Rate =k

The integrated rate law for a zero-order reaction is:

[A] = [A - kt

Where [A]o is the initial concentration of reactant A, and [A] is the
concentration at time t. This equation represents a straight line with slope

-k when [A] 1s plotted against time.

For zero-order reactions, the half-life (t1/2) is not constant but depends on

the initial concentration:
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ti/2= [A]o / 2k

This relationship indicates that as the initial concentration increases, so
does the half-life, which is contrary to the behavior observed in higher-

order reactions.

Zero-order kinetics typically occur in heterogeneous reactions where the
reaction rate is limited by factors other than reactant concentration.

Examples include:

1. Surface-catalyzed reactions where all active sites on the catalyst
are occupied, such as the decomposition of nitrous oxide (N20)
on platinum surfaces.

2. Enzyme-catalyzed reactions at high substrate concentrations,
where all enzyme active sites are saturated, following Michaelis-
Menten kinetics in its zero-order region.

3. Photochemical reactions where the rate depends on light intensity
rather than reactant concentration.

4. The decomposition of gaseous ammonia on a hot platinum wire:

2NHs(g) — Na(g) + 3Ha(g)

b) First-Order Reactions: Derivation of Rate Equation and Half-Life

First-order reactions are those where the rate is directly proportional to

the concentration of one reactant. The rate law is expressed as:

Rate = k[A]

To derive the integrated rate law, we start with the differential form:

_d[A)/dt = k[A]

Rearranging to separate variables:

d[AV[A] = k-dt
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Integrating both sides from t = 0 (where [A] = [A]o) to time t (where [A]
=[A]:

[([AJo to [A]) d[AJ/[A] = k-J(0 to ) dt
Solving the integrals:

In([A}/[Als) = ~kt

This can be rearranged to:

In[A] = In[Alo - kt

or

[A] = [Alo-e™(-kt)

A key characteristic of first-order reactions is that a plot of In[A] versus
time yields a straight line with slope -k, providing a convenient method

for determining the rate constant from experimental data.

The half-life of a first-order reaction is independent of the initial

concentration and is given by:
ti/2=1n(2)/k = 0.693/k

¢) Second-Order and Pseudo-Order Reactions: Mathematical

Treatment

Second-order reactions can follow either of two patterns: the rate may
depend on the square of the concentration of a single reactant or on the

product of the concentrations of two different reactants.
For the case where Rate = k[A]*

The differential rate law is:

-d[A]/dt = k[A]?
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Separating variables and integrating:

[([A]o to [A]) d[A)/[AT? = -k-J(0 to t) dt

Solving the integrals:

1/[A] - 1/[Alo =kt

Rearranging:

1/[A] = 1/[A]o + kt

The half-life for this type of second-order reaction is:
ti/2=1/(k[Alo)

For second-order reactions involving two different reactants, where Rate
= k[A][B], the mathematical treatment becomes more complex,

especially when the initial concentrations of A and B are different.

If we define the extent of reaction & such that at any time t: [A] =[Alo - &
and [B]=[Blo- &

Then:
-d[A}/dt =k[A][B] =k([A]o - E)([B]o - §)
Integrating this equation yields:

(1/([Bo - [A]o)) In([A][B]o/[B][A]o) = kt

When [A]o = [B]Jo, this simplifies to the equation for the case Rate =
k[A]>

A graphical analysis of second-order reactions involves plotting 1/[A]
versus time, which yields a straight line with slope k for reactions where

Rate = k[A]%
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In many practical situations, one reactant is present in large excess
compared to the other, leading to what is known as pseudo-order
kinetics. For instance, in a second-order reaction involving reactants A
and B, if [B] >> [A] and remains essentially constant throughout the

reaction, the rate law can be approximated as:

Rate = k[A][B] = K'[A]

Where k' = k[B] is called the pseudo-first-order rate constant. This
simplification allows complex reactions to be treated mathematically as

if they were simpler first-order processes.

Pseudo-first-order conditions are often deliberately established in
experimental kinetics to simplify data analysis. A classic example is the

hydrolysis of esters in the presence of excess water:

CHsCOOC:Hs(aq) + H20(1) — CH3sCOOH(aq) + C.HsOH(aq)

The true rate law is second-order: Rate = k[CHs:COOC:Hs][H20].
However, water is typically present in such excess that its concentration
remains effectively constant, resulting in pseudo-first-order behavior:

Rate = k'[ CH;:COOC:Hs].

Examples of genuine second-order reactions include:

1. The reaction between hydrogen and iodine to form hydrogen
iodide: Hz(g) + I2(g) — 2HI(g)

2. The dimerization of butadiene: 2CsHe(g) — CsHi2(g)

3. The saponification of esters: CH:COOC:Hs(aq) + OH (aq) —
CHsCOO(aq) + C:HsOH(aq)

4. Many free radical combination reactions.

5. The Diels-Alder reaction between a diene and a dienophile.

Second-order kinetics is prevalent in solution-phase reactions where two
species must collide for a reaction to occur. In atmospheric chemistry,

many important reactions follow second-order kinetics, including the
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reaction of hydroxyl radicals with volatile organic compounds. In
polymer chemistry, the kinetics of step-growth polymerization typically
follows second-order behavior, influencing the molecular weight

distribution of the resulting polymers.

8. 5 Complex Reaction Orders and Mechanisms

While zero-, first-, and second-order reactions form the foundation of
chemical kinetics, many reactions exhibit fractional orders or complex
rate laws that change with reaction conditions. These complexities often
arise from multi-step reaction mechanisms involving intermediates and
rate-determining steps.For a multi-step reaction, the overall rate is
typically governed by the slowest step, known as the rate-determining
step. The observed rate law reflects the elementary steps up to and
including this slowest step. Reaction intermediates, which are formed
and consumed during the reaction but do not appear in the overall
stoichiometric equation, can significantly impact the observed
kinetics.The relationship between reaction mechanism and rate law is
illustrated by the method of initial rates, where reaction rates are
measured at various initial concentrations to determine the order with
respect to each reactant. This approach, combined with steady-state
approximations for reaction intermediates, allows chemists to propose

and validate reaction mechanisms.

Reactions with more complex kinetics include:

1. Autocatalytic reactions, where a product catalyzes its own
formation, leading to a characteristic sigmoidal concentration-
time profile.

2. Consecutive reactions, where products of one reaction become
reactants in subsequent steps, resulting in complex concentration
profiles for intermediates.

3. Parallel reactions, where a reactant simultaneously undergoes
multiple reaction pathways, with the relative rates determining
product distribution.

128
MATS Centre for Distance and Online Education, MATS University



(\._/\_./\”
\ \\\ T
4. Chain reactions, particularly prevalent in combustion and moTS
UNIVERSITY

[
eady for lif

polymerization processes, involving initiation, propagation, and
termination st h with it kinetic characteristics.
ermination steps, each with its own kinetic characteristics INORGANIC AND
PHYSICAL
Experimental Determination of Reaction Orders CHEMISTRY

Determining the order of a reaction requires careful experimental design

and data analysis. Several methods are commonly employed:

1. Method of Initial Rates: Measuring reaction rates at the beginning
of the reaction (when [A] = [A]o) for wvarious initial
concentrations allows determination of reaction orders by
comparing how the rate changes with concentration.

2. Integrated Rate Law Method: Experimental concentration-time
data is fitted to integrated rate laws of different orders. The best
fit indicates the likely reaction order.

3. Half-Life Method: For first-order reactions, half-lives are
independent of initial concentration; for zero-order reactions,
half-lives are proportional to initial concentration; for second-
order reactions, half-lives are inversely proportional to initial
concentration.

4. Isolation Method: By using a large excess of all reactants except
one, the reaction can be made to depend effectively on only one
concentration variable, simplifying the determination of partial
orders.

5. Graphical Methods: Plotting concentration data in different ways
([A] vs. t for zero-order, In[A] vs. t for first-order, 1/[A] vs. t for

second-order) and observing which plot gives a straight line.

Temperature Dependence of Reaction Rates

The temperature dependence of reaction rates is one of the most
significant factors in chemical kinetics. As described by the Arrhenius

equation:
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k = Ae*(-Ea/RT)

Taking the natural logarithm of both sides:

In(k) = In(A) - Ea/RT

This equation indicates that a plot of In(k) versus 1/T yields a straight
line with slope -Ea/R, providing a method for determining activation

energy from experimental data.

The physical interpretation of the Arrhenius parameters is illuminating:

1. The activation energy (Ea) represents the energy barrier that must
be overcome for reactants to be transformed into products.
Higher activation energies result in stronger temperature
dependence of the rate constant.

2. The pre-exponential factor (A), also known as the frequency
factor, is related to the frequency of collisions and the probability

that these collisions are oriented favorably for reaction.

The concept of activation energy is central to transition state theory,
which provides a more detailed model of reaction kinetics. According to
this theory, reactants must form a high-energy "activated complex" or
transition state before converting to products. The rate constant is related

to the standard Gibbs energy of activation (AGY) by:
k = (kBT/h)e"(-AG{/RT)

Where kB is the Boltzmann constant and h is Planck's constant. The
Gibbs energy of activation can be further broken down into enthalpic and

entropic contributions:
AGYI = AHi - TASE

Where AHI is the enthalpy of activation and ASI is the entropy of

activation. These parameters provide deeper insights into the nature of
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the transition state and the molecular changes occurring during the

reaction.

8.6 Catalysis and Rate Laws

Catalysts increase reaction rates by providing alternative reaction
pathways with lower activation energies, without being consumed in the
process. The effect of catalysts on reaction kinetics can be dramatic,

sometimes increasing rates by factors of millions or billions.

From the perspective of rate laws, catalysts typically do not change the
order of a reaction with respect to the main reactants, but the rate
constant is enhanced. In many catalytic processes, the concentration of
the catalyst appears in the rate law, indicating its direct involvement in

the rate-determining step.

Different types of catalysis exhibit distinct kinetic behaviors:

1. Homogeneous Catalysis: The catalyst and reactants are in the
same phase, typically solution. Examples include acid-base
catalysis, metal complex catalysis, and enzyme catalysis in
biological systems. The kinetics often follow standard rate laws
with the catalyst concentration as an additional factor.

2. Heterogeneous Catalysis: The catalyst and reactants are in
different phases, typically a solid catalyst with gaseous or liquid
reactants. The kinetics 1s more complex, often involving
adsorption, surface reaction, and desorption steps. The Langmuir-
Hinshelwood  mechanism provides a  framework for

understanding such processes, leading to rate laws of the form:

Rate = k-0A-0B = k-(KA[A]'KB[B])/((1 + KA[A] + KB[B] +
)

Where 0A and OB are the fractional coverages of reactants A and
B on the catalyst surface, and KA and KB are adsorption
equilibrium constants.
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Where [S] is the substrate concentration, Vmax is the maximum
reaction rate at saturation, and KM is the Michaelis constant,
equal to the substrate concentration at which the reaction rate is
half of Vmax. At low substrate concentrations ([S] << KM), the
reaction appears first-order with respect to substrate; at high

concentrations ([S] >> KM), it approaches zero-order behavior.

The study of catalytic kinetics is essential for the development and
optimization of industrial processes, from petroleum refining and
chemical manufacturing to pharmaceutical production and environmental
remediation. By understanding how catalysts influence reaction rates and
selectivity, chemists can design more efficient and sustainable chemical

transformations.

Check Your Progress

1. Define rate law with an example.

8.7 Summary

Rate laws express the relationship between the rate of a reaction and the

concentration of its reactants. The rate constant is characteristic of a
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reaction at a given temperature and is influenced by activation energy
and frequency factor. Zero-order reactions have a constant rate
independent of concentration, first-order reactions show an exponential
decrease in concentration with time, and second-order reactions depend
on the square of concentration or product of two reactants. The concept
of half-life (t'2) helps distinguish between orders, as it varies with
concentration except in first-order reactions where it remains constant.
Thus, rate laws and order of reactions provide insights into the reaction

mechanism and allow prediction of how changes in conditions will

affect reaction speed.

8.8 Exercise

8.8.1 Multiple Choice Questions

1.

The rate law for a reaction is Rate=k[A]2[B]\text{Rate} =

k[A]"2[B]Rate=k[A]2[B]. The overall order of the reaction is:

a)l

b)2

c)3

d) 4

The unit of the rate constant for a first-order reaction is:
a)mol L' s™!

b)s™!

c) Lmol!s™

d) mol? L2 s7!

In a zero-order reaction, the rate depends on:
a) Concentration of reactant

b) Temperature only

c¢) Both concentration and temperature

d) Pressure only

For a first-order reaction, the half-life is:

a) Proportional to concentration

b) Inversely proportional to concentration

c¢) Independent of concentration

d) Depends on rate law exponent

Which reaction order is most useful in studying radioactive
decay?

a) Zero

b) First

¢) Second

d) Fractional

Answer key
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. N/ 1. C) 3
\\\ 2. b)s™
%‘ﬂ!é ) 3. b) Temperature only
ke 4. c¢) Independent of concentration
5. b) First
INORGANIC AND
PHYSICAL 8.8.2Short Answer (SA, 3—4 marks each)
CHEMISTRY
1. Differentiate between molecularity and order of a reaction.
2. Derive the expression for the half-life of a zero-order reaction.
3. Write the integrated rate law for a first-order reaction and explain
the terms.
4. How can you determine the order of a reaction from experimental
data?
5. Give two examples of reactions of fractional order.

8.8.3 Long Answer (LA, 5—6 marks each)

1.

2.

Derive the integrated rate law for a second-order reaction and
deduce its half-life expression.

Discuss the characteristics of zero, first, and second-order
reactions with suitable examples and graphs of concentration vs
time.

8.9 References and Suggested Readings
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Espenson, J. H. (1995). Chemical Kinetics and Reaction
Mechanisms (2nd ed.). McGraw-Hill, 1221 Avenue of the
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Laidler, K. J, Meiser, J. H., & Sanctuary, B. C. (1999). Physical
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Unit 9Modern Developments in Chemical Kinetics

Structure

9.1 Introduction

9.2 Objectives

9.3 Methods of Determining Reaction Order
9.4 Differential Methods

9.5 Integration method

9.6 Summary

9.8 Exercise

9.9 References and suggested readings

9.1 Introduction

Recent advances in experimental techniques, computational methods,
and theoretical frameworks have significantly expanded our
understanding of chemical kinetics.Single-molecule kinetics, enabled by
fluorescence microscopy and other advanced techniques, allows
observation of individual molecular reactions, revealing heterogeneities
and intermediate states hidden in ensemble measurements. This has been
particularly impactful in understanding biological systems, where
reaction mechanisms often involve multiple conformational states and
parallel pathways.Ultrafast spectroscopy, utilizing femtosecond lasers,
permits the direct observation of transition states and short-lived
intermediates, providing unprecedented insights into reaction
mechanisms. Techniques such as femtosecond-resolved infrared
spectroscopy and transient absorption spectroscopy have revealed the
dynamics of bond breaking and formation on their natural
timescale.Computational chemistry has evolved to the point where
accurate prediction of reaction rates from first principles is becoming
feasible for increasingly complex systems. Methods such as variational
transition state theory, coupled with high-level electronic structure
calculations, can predict rate constants with accuracy approaching
experimental precision. Machine learning approaches are beginning to
make inroads in predicting reaction outcomes and discovering new
synthetic pathways.Non-equilibrium statistical mechanics provides a

theoretical framework for understanding reactions in complex
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environments, such as biological systems and advanced materials.
Concepts such as energy landscapes, reaction coordinates, and stochastic
dynamics offer deeper insights into reaction mechanisms beyond simple
collision theory.The field of stochastic kinetics addresses reactions in
systems with small numbers of molecules, where the continuous
approximation of classical kinetics breaks down. The chemical master
equation and stochastic simulation algorithms provide tools for analyzing
such systems, particularly relevant in cellular biochemistry and

nanotechnology.

The study of rate laws and reaction orders forms the cornerstone of
chemical kinetics, providing a mathematical framework for describing
how reactions proceed over time. From the simplicity of zero-order
reactions to the complexity of enzyme kinetics and heterogeneous
catalysis, the principles outlined in this chapter underlie countless natural
processes and technological applications.Understanding reaction kinetics
enables scientists and engineers to control chemical transformations with
precision, optimize industrial processes, develop new materials and
medications, and gain deeper insights into the molecular basis of
biological systems. As experimental techniques and theoretical models
continue to advance, our ability to manipulate chemical reactions—the
fundamental drivers of material transformation—will undoubtedly
expand, opening new frontiers in chemistry and its allied disciplines.The
mathematical elegance of rate laws belies their profound practical
significance: these equations not only describe the behavior of chemical
systems but also provide the predictive power essential for technological
innovation. From the pharmaceutical industry to environmental science,
from materials engineering to food technology, the principles of
chemical kinetics inform how we interact with and manipulate the

molecular world.
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9.2 Objectives

1. To understand how modern experimental and computational
techniques are used to study reaction mechanisms and
intermediates at the molecular level.

2. To analyze fast, complex, and catalytic reactions using advanced
kinetics methods and apply this understanding to chemical,
biological, and environmental systems.

9.3 Methods of Determining Reaction Order

Chemical kinetics is fundamentally concerned with understanding how
rapidly chemical reactions proceed and the factors that influence their
rates. One of the most critical aspects of this study is determining the
reaction order, which describes how the concentration of reactants affects
the rate of reaction. The reaction order provides essential insights into
the reaction mechanism, allowing chemists to propose plausible
pathways through which reactants transform into products. Determining
reaction order with precision is therefore crucial for both theoretical
understanding and practical applications in fields ranging from industrial
chemistry to pharmaceutical development.The rate law for a chemical
reaction takes the general form: Rate = k[A]"m[B]*n[C]"p, where k is
the rate constant, [A], [B], and [C] represent the concentrations of
reactants, and m, n, and p are the reaction orders with respect to each
reactant. The overall reaction order is the sum of these individual orders
(m + n + p). Unlike stoichiometric coefficients in balanced equations,
reaction orders must be experimentally determined as they relate to the
actual mechanism of the reaction.Several sophisticated experimental
methods have been developed to determine reaction orders accurately.
Each approach offers distinct advantages and limitations, making them
suitable for different reaction types and experimental conditions. The
four principal methods—differential, integration, half-life, and
isolation—provide complementary approaches to elucidate reaction
kinetics. By understanding and applying these methods appropriately,
chemists can unravel the complex nature of chemical transformations

and develop more efficient processes for synthesis and manufacturing.
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9.4 Differential Method

The differential method represents one of the most direct approaches to
determining reaction order, as it works directly with the rate law in its
differential form. This method is particularly valuable for complex
reactions where integrated rate laws might be difficult to derive or apply.
The differential method centers on measuring instantaneous reaction
rates at various reactant concentrations and analyzing how these rates
change as concentrations vary.For a simple reaction involving a single
reactant A, the rate law can be expressed as Rate = k[A]"m, where m is
the order with respect to A. Taking the logarithm of both sides yields:
log(Rate) = log(k) + m-log[A]. This logarithmic transformation converts
the exponential relationship into a linear equation, where m becomes the
slope of a plot of log(Rate) versus log[A]. By measuring initial rates at
different starting concentrations of A, one can construct this plot and
determine the reaction order from its slope.The practical implementation
of the differential method typically involves conducting a series of
experiments with varying initial concentrations of reactants while
keeping all other variables (temperature, pressure, catalyst concentration)
constant. For each experiment, the initial rate i1s determined by
measuring the change in concentration over a short time interval at the
beginning of the reaction. This approach minimizes complications from
reverse reactions or secondary processes that might emerge as the

reaction progresses.

Modern analytical techniques have significantly enhanced the precision
of differential method measurements. Spectroscopic methods like UV-
visible spectroscopy, infrared spectroscopy, and nuclear magnetic
resonance can provide real-time concentration data with high temporal
resolution. For reactions involving colored species or chromophores,
spectrophotometric methods are particularly advantageous, allowing
continuous monitoring of concentration changes through absorbance
measurements.One significant advantage of the differential method is its

applicability to reactions with multiple reactants. By varying the
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concentration of one reactant while keeping others constant, one can
determine the order with respect to each component individually. This
approach, sometimes called the method of initial rates, provides valuable
insights into the relative importance of different reactants in the rate-
determining step.However, the differential method does present certain
challenges. The accurate determination of instantaneous rates requires
precise concentration measurements over very short time intervals,
which can be experimentally demanding. Small errors in concentration
measurements can propagate to significant uncertainties in calculated
rates. Additionally, for very fast reactions, special techniques like
stopped-flow or flash photolysis may be necessary to capture the initial
rate data.Another limitation arises from the fact that the differential
method typically relies on initial rate measurements, which may not
reflect the full complexity of reactions involving multiple steps or
equilibria. Reactions that exhibit induction periods or autocatalytic
behavior may yield misleading results if only initial rates are
considered.Despite these challenges, the differential method remains a
powerful tool in chemical kinetics due to its directness and versatility.
When applied with appropriate experimental design and analytical
precision, it provides reliable reaction order determinations that form the

foundation for mechanistic studies and process optimization.

9.5 Integration Method

The integration method approaches reaction kinetics from a different
perspective compared to the differential method. Rather than focusing on
instantaneous rates, it examines how reactant concentrations or product
formations evolve over extended time periods. This method involves
integrating the differential rate law to obtain an expression that relates
concentration to time, then comparing experimental concentration-time
data with various integrated rate law models to determine which order
best describes the reaction.For a simple reaction involving a single
reactant A, the integrated rate laws take distinct forms depending on the

reaction order. For a zero-order reaction, [A] = [A]o - kt, resulting in a
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linear decrease of concentration with time. For a first-order reaction,
In[A] = In[A]o - kt, indicating that the natural logarithm of concentration
decreases linearly with time. For a second-order reaction (with respect to
a single reactant), 1/[A] = 1/[A]o + kt, showing that the reciprocal of

concentration increases linearly with time.

To apply the integration method, researchers collect concentration data at
various time points throughout the reaction progress. They then plot the
data according to each possible integrated rate law (e.g., [A] vs. time for
zero-order, In[A] vs. time for first-order, 1/[A] vs. time for second-
order). The plot that yields a straight line indicates the correct reaction
order. The slope of this line provides the rate constant, offering
additional kinetic information beyond the reaction order.One of the
integration method's significant advantages is its ability to utilize the
entire concentration-time profile rather than just initial rate data. This
comprehensive approach provides more robust order determinations,
especially for reactions with complex mechanisms or when initial rate
measurements are challenging. Furthermore, the integration method
typically requires fewer experiments than the differential method, as a
single reaction run with multiple time-point measurements can often
suffice for order determination.The integration method is particularly
well-suited for reactions that follow simple kinetic models throughout
their course. It works exceptionally well for elementary reactions and
those with a single rate-determining step. The graphical analysis
involved is straightforward and readily interpretable, making it a
standard approach in both research and teaching contexts.However, the
integration method faces limitations when applied to complex reactions.
Reactions with changing mechanisms, multiple parallel pathways, or
significant reversibility may not conform neatly to any single integrated
rate law. In such cases, more sophisticated modeling approaches or
piecewise analysis may be necessary. Additionally, reactions with
multiple reactants require careful experimental design, often involving

large excesses of all but one reactant to achieve pseudo-order conditions.
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The accuracy of the integration method also depends on the quality and
range of concentration-time data. Sufficient data points must be collected
across a significant portion of the reaction progress to enable reliable
fitting to integrated rate equations. Modern analytical instrumentation
has greatly facilitated this aspect, allowing continuous or frequent
sampling with high precision.Computational advances have further
enhanced the integration method's applicability. Instead of relying solely
on graphical analysis, researchers now often use non-linear regression
and model discrimination algorithms to fit experimental data to various
integrated rate laws. These computational approaches provide statistical
measures of fit quality, allowing more objective determination of
reaction orders and more reliable estimation of rate constants and their
uncertainties.The integration method also extends naturally to more
complex rate laws, including those involving reversible reactions,
consecutive reactions, and parallel pathways. By deriving and applying
specialized integrated rate expressions for these cases, researchers can
extract detailed kinetic information from concentration-time profiles,
even for non-elementary reactions.In practical applications, the
integration method often serves as the method of choice for kinetic
studies in both academic and industrial settings. Its reliability, efficiency,
and comprehensive utilization of experimental data make it a powerful
approach for reaction order determination across diverse chemical

systems.

Check Your Progress

1. Define the activated complex.
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9.6 Summary

Modern developments in chemical kinetics focus on understanding
reactions at the molecular level using advanced theories and
experimental techniques. The collision theory explains rates based on
frequency and energy of molecular collisions but was later refined by
transition state theory (activated complex theory), which describes
reactions as proceeding through a high-energy transition state. The
concept of potential energy surfaces (PES) is used to visualize reaction
pathways, activation energies, and intermediates. Advances like
molecular dynamics simulations allow tracking of atomic motions
during reactions. Fast reaction techniques such as relaxation methods,
pulse radiolysis, and flash photolysis help study processes occurring in

microseconds or nanoseconds.
9.8 Exercise

9.8.1 Multiple Choice Questions

1. The transition state theory introduces the concept of:
a) Activated complex
b) Molecularity
¢) Reaction intermediate
d) Half-life
2. Which theory explains the rate of electron transfer reactions?
a) Collision theory
b) Transition state theory
c¢) Marcus theory
d) Arrhenius theory
3. The slope of an Arrhenius plot (Ini/0k\In klnk vs 1/T1/T1/T)
gives:
a) Rate constant
b) Activation energy
c¢) Reaction order
d) Pre-exponential factor

4. Which experimental technique is best suited for studying very
fast reactions?
a) Titration
b) Flash photolysis
c¢) Gravimetry
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1
2.
3.
4
5

d) Conductometry

In enzyme kinetics, the Michaelis constant (KmK_ mKm)
represents:

a) Maximum velocity

b) Substrate concentration at half maximum velocity

c¢) Activation energy

d) Reaction order

Answer Key

Answer: a) Activated complex

Answer: c) Marcus theory

Answer: b) Activation energy

Answer: b) Flash photolysis

Answer: b) Substrate concentration at half maximum velocity

9.8.2 Short Answer

1.
2.

Explain the role of transition state theory in modern kinetics.
What is Marcus theory of electron transfer? Mention its
significance.

Describe how molecular dynamics simulations aid in
understanding reaction mechanisms.

Differentiate between collision theory and transition state theory.
Explain the principle of relaxation methods in studying fast
reactions.

9.8.3 Long Answer

1.

Discuss the development from collision theory to transition state
theory and show how they improve the understanding of reaction
rates.

Explain enzyme kinetics based on the Michaelis-Menten model.
Derive the expression for the rate of enzyme-catalyzed reactions.

9.8.3 References and Suggested Reading
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UNIT -10 Half-Life Method

Structure

10.1 Introduction

10.2 Objectives

10.3 Principle of Half-Life Method

10.4 Isolation Methods

10.5Advanced Applications and Integrated Approaches
10.6 Conductometric Methods

10.7 Summary

10.8 Exercise

10.9 References and suggested readings

10.1 Introduction

The half-life method offers a specialized approach to reaction order
determination that focuses on a distinctive kinetic parameter: the time
required for the reactant concentration to decrease to half its initial value.
This characteristic time, known as the half-life (t1/2), exhibits specific
dependencies on initial concentration that vary according to the reaction
order, providing a diagnostic tool for order determination.For a first-
order reaction, the half-life is completely independent of initial
concentration, expressed mathematically as ti/> = In(2)/k, where k is the
rate constant. This independence serves as a definitive marker of first-
order kinetics—if repeated experiments with varying initial
concentrations yield consistent half-lives, the reaction follows first-order
behavior. This property has particular significance in radioactive decay
processes, which typically follow first-order kinetics, allowing half-lives
to be used as isotope-specific constants.In contrast, for a second-order
reaction with respect to a single reactant, the half-life is inversely
proportional to the initial concentration: ti/> = 1/(k[A]o). This relationship
means that doubling the initial concentration halves the half-life. For
zero-order reactions, the half-life is directly proportional to the initial
concentration: ti/> = [A]o/(2k). More generally, for an nth-order reaction,

the half-life relates to initial concentration as ti/> < [A]o™(1-n).
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10.2 Objectives

1. To determine the order of a reaction experimentally by analyzing
the relationship between the half-life of the reactant and its
initial concentration.

2. To apply the half-life method in calculating rate constants and
predicting reaction behavior for zero-, first-, and second-order
reactions.

10.3 Principle of Half-Life Method

The experimental implementation of the half-life method involves
conducting a series of kinetic runs with different initial reactant
concentrations and determining the half-life for each run. The
relationship between half-life and initial concentration is then analyzed,
typically by plotting log(ti/2) against log([A]o). For an nth-order reaction,
this plot yields a straight line with slope (1-n), allowing direct
determination of the reaction order.One significant advantage of the half-
life method is its reduced dependence on precise concentration
measurements. Since the method focuses on the time required to reach
half the initial concentration, only relative concentration measurements
are needed, which can be more straightforward to obtain experimentally
than absolute concentrations. This feature makes the half-life method
particularly valuable for reactions where calibration of absolute
concentration measurements is challenging.The half-life method also
provides a clear and intuitive conceptual framework for understanding
reaction kinetics. The half-life concept is readily grasped and visualized,
making it an effective educational tool for introducing reaction order
concepts. Furthermore, for reactions that follow simple kinetic models,
half-life analysis can quickly reveal the reaction order without requiring

extensive data collection or complex mathematical treatment.

However, the half-life method does have limitations. It becomes
experimentally demanding for higher-order reactions, where half-lives
can become very short at typical laboratory concentrations. For complex
reactions with multiple steps or changing mechanisms, half-lives may

not follow the theoretical relationships for simple reaction orders,
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leading to ambiguous results. Additionally, accurate determination of
half-lives requires sufficient temporal resolution in concentration
measurements, which may be challenging for very fast or very slow
reactions.The half-life method finds particular utility in pharmaceutical
and environmental applications, where the persistence of active
compounds is often characterized by half-lives. In drug metabolism
studies, for instance, the half-life method helps determine the order of
elimination reactions, informing dosing regimens and therapeutic
strategies. Similarly, in environmental degradation studies, half-lives
provide critical information about the persistence of pollutants under
various conditions.For reactions with fractional or mixed orders, the half-
life method can reveal these complexities through non-integer
dependencies on initial concentration. This capability makes it valuable
for studying reactions with non-elementary mechanisms or those
involving catalytic processes. By examining how half-lives vary with
initial concentrations across a wide range, researchers can detect
transitions between different kinetic regimes, providing insights into
underlying mechanistic changes.Modern kinetic analysis often combines
the half-life method with other approaches, using it as a complementary
tool to verify or refine order determinations. The concept of half-life
extends naturally to related metrics like quarter-lives or decay constants,
providing flexible frameworks for characterizing diverse Kkinetic

behaviors across chemical, biological, and physical systems.

10.4 Isolation Method

The isolation method addresses one of the fundamental challenges in
kinetics: determining individual reaction orders in systems with multiple
reactants. When several reactants participate in a reaction, their
contributions to the overall rate can be difficult to disentangle. The
isolation method provides a systematic approach to this problem by
creating experimental conditions where the concentration of only one
reactant varies significantly, while others remain effectively constant.For

a reaction with the rate law Rate = k[A]"m[B]*n[C]"p, the isolation
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method involves conducting experiments where the initial concentrations
of all reactants except one are present in large excess. For example, to
determine the order with respect to reactant A, experiments would use
[B]o and [CJo much greater than [A]o (typically at least 10-fold higher).
Under these conditions, the concentrations of B and C remain essentially
unchanged throughout the reaction, and the rate law simplifies to a
pseudo-order form: Rate = k'[A]"m, where k' = k[B]o"n[C]o™p is a
pseudo-rate constant.This simplified system can then be analyzed using
standard methods for single-reactant kinetics—differential, integration,
or half-life approaches—to determine m, the order with respect to A. The
process is then repeated with different reactants in isolation to determine
the orders n and p. The complete rate law is reconstructed by combining

these individual orders.

The mathematical foundation of the isolation method rests on the
concept of pseudo-order kinetics. When a reactant's concentration
remains essentially constant during the reaction, it can be incorporated
into the rate constant, effectively reducing the kinetic complexity. This
approach transforms multi-variable kinetics into a series of simpler,
manageable single-variable problems.Experimental implementation of
the isolation method requires careful planning of reactant concentrations.
The excess reactants must be present at sufficiently high concentrations
to remain essentially constant throughout the reaction, but not so high as
to introduce complications like solubility issues, increased ionic strength
effects, or altered reaction mechanisms. Finding this balance often
requires preliminary experiments to establish appropriate concentration
ranges.One of the isolation method's primary strengths is its ability to
systematically dissect complex rate laws involving multiple reactants. By
isolating the contribution of each reactant, it reveals the fundamental
dependencies that might be obscured in experiments where all
concentrations vary simultaneously. This granular approach provides
crucial insights into reaction mechanisms, particularly for multistep
processes where different reactants may participate in different
elementary steps.The isolation method also simplifies the mathematical
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analysis of kinetic data. Rather than requiring simultaneous fitting to
multivariate functions, it allows sequential analysis of simplified
systems, reducing computational complexity and potential ambiguities in
parameter estimation. This sequential approach often yields more reliable
determinations of individual reaction orders than attempts to fit all

parameters simultaneously from complex kinetic profiles.

However, the isolation method does have limitations. It assumes that the
reaction mechanism and rate law remain unchanged when reactant
concentrations are dramatically altered, which may not always be valid.
High concentrations of certain reactants might induce mechanistic shifts,
solvent effects, or altered reaction environments that complicate
interpretation. Additionally, for reactions with strong product inhibition
or autocatalysis, the isolation approach may yield misleading results
unless these effects are explicitly accounted for.The isolation method
requires more experiments than approaches that attempt to determine all
orders simultaneously. Each reactant must be studied in isolation,
potentially necessitating numerous experimental runs, especially for
reactions with many components. This increased experimental burden
must be weighed against the benefit of more reliable individual order
determinations.For reactions with fractional or negative orders, the
isolation method can provide particularly valuable insights. These non-
integer orders often indicate complex mechanisms involving pre-
equilibria, inhibition, or catalytic effects. By isolating each reactant's
contribution, the method can help unravel these complexities and point
toward specific mechanistic features that give rise to unusual kinetic
behaviors.The isolation method finds extensive application in
biochemical kinetics, particularly in enzyme studies. Enzymes typically
interact with multiple substrates, cofactors, and potential inhibitors,
creating complex kinetic landscapes. The isolation method, often
implemented as initial rate studies with varied substrate concentrations,
has been instrumental in elucidating enzyme mechanisms and developing
fundamental models like Michaelis-Menten kinetics.In industrial process
development, the isolation method helps identify rate-limiting
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components and optimize reaction conditions. By understanding how
each reactant influences the overall rate, engineers can design more
efficient processes with improved vyields and selectivities. This
systematic approach to kinetic analysis translates directly into practical

advancements in chemical manufacturing.

10.5 Advanced Applications and Integrated Approaches

Beyond the four classical methods described above, reaction order
determination has evolved to incorporate sophisticated experimental
techniques and integrated analytical approaches. These advanced
methodologies extend the reach of kinetic analysis to increasingly
complex systems and challenging reaction conditions.Temperature-
dependent kinetic studies represent one important extension, combining
reaction order determination with activation parameter analysis. By
determining reaction orders at different temperatures, researchers can
establish whether mechanisms change with temperature and extract
activation energies and entropy values for specific pathways. The
Arrhenius and Eyring equations provide frameworks for interpreting
these temperature dependencies, relating rate constants to fundamental
thermodynamic parameters.Pressure-dependent kinetics similarly offers
mechanistic insights, particularly for reactions in solution where volume
changes during activation can significantly influence rates. Measuring
reaction orders under varied pressures helps distinguish between
mechanisms involving different degrees of charge development or
molecular compaction in transition states.Flow methods have
revolutionized kinetic analysis for fast reactions, overcoming the
temporal limitations of conventional batch techniques. Continuous-flow
and stopped-flow approaches allow precise mixing of reactants and rapid
analysis, enabling order determination for reactions occurring on
millisecond or microsecond timescales. These methods are particularly
valuable for studying important biological processes, organometallic

transformations, and atmospheric chemistry.

150
MATS Centre for Distance and Online Education, MATS University



Relaxation techniques, including temperature-jump, pressure-jump, and
concentration-jump methods, probe kinetics by perturbing equilibrium
systems and monitoring their return to equilibrium. These approaches are
particularly powerful for studying rapid reversible processes and have
been instrumental in elucidating mechanisms of protein folding, ligand
binding, and conformational changes.Computational methods have
increasingly complemented experimental approaches, with kinetic
modeling and simulation providing frameworks for testing mechanistic
hypotheses against experimental data. Density functional theory and
other quantum chemical methods can predict transition state structures
and energetics, offering independent verification of mechanistically
derived rate laws. Machine learning approaches are now emerging to
extract kinetic information from complex datasets and identify subtle
patterns that might escape traditional analysis.Spectroscopic methods
continue to advance, with time-resolved techniques offering
unprecedented temporal resolution. Ultrafast laser spectroscopy,
including femtosecond transient absorption and fluorescence methods,
can capture extremely short-lived intermediates, providing direct
evidence for proposed reaction mechanisms. These techniques have been
particularly valuable for photochemical processes, electron transfer
reactions, and primary events in photosynthesis.Single-molecule
techniques represent another frontier, allowing observation of reaction
kinetics without ensemble averaging. By monitoring individual
molecular trajectories, these approaches reveal statistical distributions of
kinetic parameters and capture rare events or heterogeneous behaviors
that would be obscured in bulk measurements. Single-molecule methods
have been especially impactful in biophysical studies, revealing the
inherent stochasticity of enzymatic processes.Multi-dimensional kinetic
analysis combines various perturbation approaches (e.g., temperature,
pressure, solvent, isotope effects) to create comprehensive mechanistic
fingerprints. By examining how reaction orders and rate constants
respond to multiple variables simultaneously, researchers can develop
more discriminating tests of mechanistic proposals and identify subtle

features of reaction energy landscapes.
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In complex biological and materials systems, network kinetics
approaches have emerged to handle the interconnected nature of multiple
parallel and sequential processes. These methods extend beyond simple
order determination to characterize entire reaction networks, often using
systems of differential equations and parameter estimation techniques to
extract individual rate constants and reaction orders from complex
temporal profiles.Finally, artificial intelligence and data science
approaches are increasingly being applied to kinetic analysis, using
pattern recognition and machine learning to extract mechanistic insights
from large kinetic datasets. These computational approaches can identify
hidden wvariables, suggest mechanistic alternatives, and optimize

experimental designs for maximum information content.
10.6 Conductometric Methods

Conductometric methods track reaction progress by measuring changes
in the electrical conductivity of a reaction mixture. This approach is
particularly effective for reactions involving ionic species, where the
formation or consumption of ions directly affects the solution's ability to
conduct electricity. The principle behind conductometry is
straightforward: the electrical conductivity of a solution depends on the
concentration, mobility, and charge of ions present. As a reaction
proceeds, changes in the concentration of 1onic species cause
proportional changes in conductivity, allowing researchers to monitor
reaction kinetics in real-time.The theoretical basis for conductometric
measurements lies in Kohlrausch's law, which relates the molar
conductivity (Am) of an electrolyte to its concentration (¢): Am = A°m -
K~c, where A°m represents the molar conductivity at infinite dilution
and K is a constant specific to the electrolyte. This relationship enables
researchers to convert conductivity measurements into concentration
values for kinetic analysis. In practice, a conductometric setup consists
of a conductivity cell with two platinum electrodes, an alternating current
source to prevent electrode polarization, a Wheatstone bridge circuit for

resistance measurement, and a temperature control system to maintain
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constant  conditions throughout the experiment.Conductometric
techniques excel in studying several reaction types. Acid-base
neutralizations, for example, show dramatic conductivity changes as
highly mobile hydrogen or hydroxide ions are replaced by less mobile
salt ions. Precipitation reactions can be monitored as ionic species are
removed from solution, causing decreases in conductivity. Solvolysis
reactions, where bond cleavage generates ionic products, typically show
conductivity increases over time. The technique is also valuable for
enzyme-catalyzed reactions that produce or consume charged species.
For instance, the hydrolysis of a neutral ester catalyzed by an enzyme
produces charged carboxylic acid products, resulting in increased

conductivity that directly correlates with reaction progress.

The advantages of conductometric methods include their non-destructive
nature, high sensitivity to ionic concentration changes, and ability to
provide continuous monitoring without disturbing the reaction system.
The technique works well for opaque solutions where optical methods
would fail and requires relatively simple, inexpensive equipment.
However, conductometry has limitations: it only works for reactions
involving changes in ionic concentration, is highly temperature-
dependent, and lacks specificity—that is, it cannot distinguish between
different ionic species contributing to the overall conductivity.
Additionally, the presence of background electrolytes can complicate
data interpretation, and competing reactions that affect conductivity may

confound the analysis.

Potentiometric Methods

Potentiometric methods measure the electrical potential difference
between electrodes to determine the concentration of specific ionic
species during a reaction. Unlike conductometry, which measures the
total ionic concentration, potentiometry is highly selective and can track
individual ion types, making it invaluable for complex reaction systems.
The theoretical foundation of potentiometry is the Nernst equation,

which relates the electrode potential (E) to the activity (or effective
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concentration) of the ion being measured: E = E° - (RT/nF)In(aion),
where E° is the standard electrode potential, R is the gas constant, T is
the absolute temperature, n is the number of electrons transferred, F is

the Faraday constant, and aion is the activity of the ion of interest.

A typical potentiometric setup consists of an indicator electrode sensitive
to the specific ion being monitored, a reference electrode that maintains a
constant potential regardless of solution composition, a high-impedance
voltmeter or potentiometer to measure the potential difference, and a
temperature control system. Different types of indicator electrodes can be
employed depending on the reaction being studied: glass electrodes for
hydrogen ions (pH measurements), ion-selective electrodes for specific
cations or anions, and metal electrodes for redox reactions. The potential
difference measured between the indicator and reference electrodes
relates logarithmically to the concentration of the target ion, allowing
researchers to track concentration changes as the reaction
proceeds.Potentiometric methods find extensive application in various
kinetic studies. In acid-base reactions, pH electrodes monitor hydrogen
ion concentration changes with exceptional sensitivity and selectivity.
Redox reactions can be followed using inert metal electrodes or redox-
sensitive electrodes that respond to changes in the ratio of oxidized to
reduced species. Complexation and precipitation reactions involving
metal ions are often studied using ion-selective electrodes specific to the
metal of interest. Enzyme kinetics, particularly for reactions producing or
consuming hydrogen ions, can be elegantly investigated through pH-stat
techniques, where the addition of acid or base to maintain constant pH

directly reflects reaction progress.

The strengths of potentiometric methods include their remarkable
selectivity for specific ions, wide concentration range (typically 10”-1 to
10"-6 M), continuous and non-destructive monitoring capabilities, and
applicability to colored or turbid solutions. The technique causes
minimal disturbance to the reaction system and can provide valuable

mechanistic insights by tracking specific ionic intermediates. However,
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potentiometry also has limitations: response times for some electrodes
may be too slow for fast reactions, electrode potentials can drift during
long-duration experiments, and ion-selective electrodes may suffer from
interference by other ions in complex solutions. The technique is also
limited to reactions involving electroactive species, and some electrodes
(particularly pH electrodes) may have reduced performance in non-

aqueous or mixed solvent systems.
Check Your Progress

1. Define half-life of a reaction.

2. How does half-life vary with concentration in a second-order
reaction?

10.7 Summary

The half-life method is used to determine the order of a reaction by
measuring the time taken for the concentration of a reactant to reduce to
half its initial value. For a zero-order reaction, half-life is directly
proportional to the initial concentration; for a first-order reaction, half-
life is constant and independent of concentration; and for a second-order
reaction, half-life is inversely proportional to the initial concentration. By
comparing how half-life changes with concentration, the reaction order

can be identified.

10.8 Exercise

10.8.1 Multiple Choice Questions

1. For a first-order reaction, the half-life is:
a) Directly proportional to concentration
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b) Inversely proportional to concentration
¢) Independent of concentration
d) Depends on temperature only

If the half-life doubles when the initial concentration is doubled,
the reaction is of order:

a) Zero

b) First

¢) Second

d) Fractional

The half-life method is most suitable for determining the order
of:

a) Very fast reactions

b) First-order reactions

c¢) Equilibrium reactions

d) Chain reactions

Radioactive decay follows which order of kinetics?
a) Zero order

b) First order

c¢) Second order

d) Fractional order

For which order of reaction is the half-life independent of initial
concentration?

a) Zero order

b) First order

¢) Second order

d) Third order

Answer key

l.
2.
3.
4.
5.

¢) Independent of concentration
¢) Second

b) First-order reactions

b) First order

b) First order

10.8.2 Short Answer

—_—

Derive the expression for half-life of a zero-order reaction.

How can the half-life method be used to determine the order of a
reaction experimentally?

Explain why half-life decreases with increasing concentration for
second-order reactions.

Compare the half-life expressions for zero, first, and second-
order reactions.

A first-order reaction has t1/2=20 min. Calculate the rate
constant.
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10.8.3 Long Answer

1.

Derive the general half-life expressions for zero, first, and
second-order reactions and explain how they help in determining
reaction order.

Discuss the applications of the half-life method in radioactive
decay and chemical kinetics with suitable examples.
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Unit 11 Theories of kinetics

Structure

11.1 Introduction

11.2 Objectives

11.3 Arrhenius Equation: Activation Energy Calculation

11.4 Transition State Theory: Formation of Activated Complex
11.5 Summary

11.6 Exercise Questions

11.7 References and suggested readings.

11.1 Introduction

Chemical reactions occur at varying rates due to several factors that
influence molecular interactions. Understanding these rates and their
dependencies is crucial to both theoretical and applied chemistry. Three
primary theories have been developed to explain reaction rates: the
Arrhenius equation, collision theory, and transition state theory. Each
provides a different perspective on the fundamental processes that

determine how quickly reactants transform into products.

11.2 Objectives

1. To understand the molecular basis of reaction rates through
collision and transition state theories.

2. To apply kinetic theories for calculating rate constants, activation
energies, and understanding reaction mechanisms.

11.3 Arrhenius Equation: Activation Energy Calculation

The Arrhenius equation stands as one of the most fundamental
relationships in chemical kinetics, providing a mathematical framework
that connects reaction rate constants with temperature and activation
energy. Proposed by Swedish chemist Svante Arrhenius in 1889, this
relationship emerged from his observations that chemical reactions
proceed faster at elevated temperatures—a phenomenon that required
quantitative explanation. At its core, the Arrhenius equation is expressed

as:

k = A-e"(-Ea/RT)
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Where k represents the rate constant, A is the pre-exponential or
frequency factor, Ea is the activation energy, R is the universal gas
constant (8.314 J/mol-K), and T is the absolute temperature in Kelvin.
This equation elegantly captures the exponential relationship between

temperature and reaction rate that chemists observe experimentally.

The activation energy (Ea) represents the minimum energy barrier that
reacting molecules must overcome to transform into products.
Conceptually, it represents an energy threshold—molecules with energy
below this threshold will simply collide and bounce apart without
reacting, while those possessing energy equal to or greater than Ea can
potentially undergo chemical transformation. The value of Ea varies
widely among different reactions, from just a few kJ/mol for reactions
with low energy barriers to several hundred kJ/mol for reactions
requiring significant bond rearrangements.The pre-exponential factor A,
sometimes called the frequency factor, accounts for the frequency of
molecular collisions and the probability that these collisions will have
the correct orientation for reaction. This factor remains relatively
constant over moderate temperature ranges for a given reaction but can

vary significantly between different chemical processes.

When analyzing reaction kinetics using the Arrhenius equation, chemists

often employ a logarithmic form:

In(k) = In(A) - Ea/RT

This linear transformation allows for straightforward determination of
activation energy from experimental rate data. By measuring rate
constants at different temperatures and plotting In(k) versus 1/T, the
resulting straight line has a slope of -Ea/R, from which Ea can be
calculated. This approach, known as an Arrhenius plot, has become a
standard method in chemical kinetics.The Arrhenius equation
successfully explains several experimental observations. For instance, it
accounts for the general rule that reaction rates approximately double
with each 10°C increase in temperature—a consequence of the
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exponential relationship between temperature and rate constant.
Additionally, the equation explains why reactions with high activation
energies are more sensitive to temperature changes than those with low
Ea values.Despite its widespread utility, the Arrhenius equation has
limitations. It provides little insight into the molecular-level events
occurring during reactions and doesn't account for reactions with
complex mechanisms involving multiple steps. Furthermore, some
reactions exhibit non-Arrhenius behavior, particularly at extreme
temperatures or pressures, where deviations from the expected linear
relationship in Arrhenius plots may occur.Modern extensions of the
Arrhenius equation have incorporated quantum mechanical effects and
more sophisticated models of molecular interactions. These extensions
aim to address scenarios where the classical Arrhenius model falls short,
such as reactions involving tunneling effects or those occurring in

condensed phases where molecular motions are restricted.

The practical applications of the Arrhenius equation extend well beyond
theoretical chemistry. In industrial settings, understanding the
temperature dependence of reaction rates is crucial for optimizing
chemical processes, designing reactors, and establishing safe operating
conditions. In pharmaceutical science, stability studies based on
Arrhenius relationships help determine drug shelf lives under various
storage conditions. Environmental scientists use Arrhenius parameters to
model how chemical pollutants degrade in natural systems under
fluctuating temperatures.Experimentally determining activation energies
provides valuable insights into reaction mechanisms. Reactions
involving simple bond breakages typically have Ea values corresponding
to the bond dissociation energy, while complex reactions with multiple
elementary steps often show activation energies related to the rate-
determining step. Comparing activation energies for related reactions can
reveal how structural changes in molecules affect reactivity.Catalysts,
substances that increase reaction rates without being consumed, operate
fundamentally by providing alternative reaction pathways with lower
activation energies. The Arrhenius equation clearly illustrates why this
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lowering of Ea dramatically accelerates reactions—even modest
reductions in activation energy can produce order-of-magnitude
increases in reaction rate constants due to the exponential
relationship.The concept of activation energy has profound implications
for understanding chemical reactivity in diverse contexts, from
biochemical processes in living organisms to atmospheric chemistry
governing air quality. Enzymatic reactions in biological systems, for
example, achieve remarkable rate enhancements primarily by reducing
activation energies for otherwise sluggish reactions, enabling them to

proceed rapidly under the mild conditions found in cells.

11.4 Transition State Theory: Formation of Activated Complex

Transition state theory (TST) represents the most sophisticated
framework for understanding chemical reaction rates, addressing many
limitations of simpler models by focusing on the detailed energetics of
molecular transformations. Developed in the 1930s through the
pioneering work of Henry Eyring, Meredith Gwynne Evans, and Michael
Polanyi, this theory has become the cornerstone of modern chemical
kinetics, providing profound insights into reaction mechanisms at the
quantum mechanical level.Unlike collision theory, which focuses
primarily on the frequency and energy of molecular collisions, TST
directs attention to the critical configuration that molecules must achieve
during their transformation from reactants to products. This
configuration, known as the transition state or activated complex,
represents a specific molecular arrangement at the highest energy point
along the reaction pathway—a fleeting intermediate poised between
reactants and products.The central postulate of transition state theory is
that reacting molecules form an activated complex at the potential energy
maximum, and this complex can either decompose back to reactants or
proceed forward to products. Crucially, TST assumes a special type of
equilibrium—quasi-equilibrium—between reactants and the activated

complex, even though the overall reaction may be far from equilibrium.
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This assumption allows the application of statistical thermodynamics to

calculate reaction rates.

According to transition state theory, the rate constant for a reaction can

be expressed as:

k = (kBT/h)-e"(-AG}/RT)

Where kB is Boltzmann's constant, T is the absolute temperature, h is
Planck's constant, and AG{ is the Gibbs free energy of activation—the
energy difference between reactants and the transition state. The term
kBT/h represents a fundamental frequency factor related to molecular

vibrations.

The Gibbs free energy of activation can be further broken down into

enthalpic and entropic components:

AG} = AHf - TAS}

Where AHI is the enthalpy of activation and ASI is the entropy of
activation. This decomposition highlights a critical insight of transition
state theory: reaction rates depend not only on energy barriers (enthalpy)

but also on molecular organization and freedom (entropy).

Check your Progress

1. Define effective collisions.
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with the rate proportional to the number of effective collisions. However,
it often overestimates reaction rates as it ignores energy distribution and
molecular orientation complexities. To improve upon this, the transition
state theory (activated complex theory) was introduced, which
proposes that reactants first form a high-energy unstable transition state,
and the rate of reaction depends on the concentration of this activated
complex and the probability of its conversion into products. The
Arrhenius theory relates the rate constant to temperature through the
Arrhenius equation, introducing the concepts of activation energy and

frequency factor.

10.6 Exercise questions

10.6.1 Multiple Choice Questions

1. According to collision theory, the main factor determining
reaction rate is:
a) Number of total collisions
b) Number of effective collisions
¢) Number of slow collisions
d) Number of elastic collisions

2. The energy barrier that must be overcome for a reaction to occur
is called:
a) Threshold energy
b) Activation energy
¢) Kinetic energy
d) Potential energy
3. Transition state theory introduces the concept of:
a) Molecularity
b) Rate law
c) Activated complex
d) Half-life

4. Which equation explains the temperature dependence of the rate
constant?
a) Gibbs—Helmholtz equation
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b) Arrhenius equation
¢) Van’t Hoff equation
d) Michaelis—Menten equation

Marcus theory is related to:
a) Enzyme catalysis

b) Electron transfer reactions
c¢) Photochemical reactions
d) Nuclear reactions

Answer key

b S

b) Activation energy

b) Number of effective collisions
c) Activated complex

b) Arrhenius equation

b) Electron transfer reactions

10.6.2 Short Answer

N —

e

Explain the role of orientation factor in collision theory.

How does transition state theory improve upon collision theory?
State the significance of activation energy in determining reaction
rates.

Write a short note on Marcus theory of electron transfer.

Explain why all molecular collisions do not lead to product
formation.

10.6.3 Long Answer

1.

2.

Discuss the collision theory of reaction rates, its assumptions, and
limitations.

Explain transition state theory with the help of a potential energy
diagram.
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