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Development of mid-infrared materials and light emitting diodes 

Philip William Bond 

Abstract 

Light Emitting Diodes (LEDs) operating in the technologically important mid-infrared (MIR) 

spectral range (2 ς р ˃Ƴύ are important for a variety of applications including environmental gas 

sensing, non-invasive medical diagnosis, and tunable IR spectroscopy. However, MIR LED 

efficiency at room temperature is still low due to the prevalence of non-radiative recombination. 

The research presented here is aimed at developing material systems which increase the 

efficiency of these LEDs, as well creating bright, wavelength specific devices.  

Furthermore, a novel application for the MIR spectral range was investigated, in detecting 

plastics based on their spectral fingerprint around 3 ˃ m. This is an important application as black 

plastics are currently unrecyclable due to their inability to be detected by current optical sorting 

technologies in plastic recovery facilities (PRFs). Using an analysis of the life cycle of plastics, and 

black plastics, a discussion is had regarding the necessity of them to remain in the economy and 

how recycling technologies can be used to increase economic circularity ς leading to a more 

sustainable use of resources. 

To target the 3 ˃m region, the InGaAsSb/AlGaAsSb type-I quantum well material system was 

studied. Samples were grown by MBE on n-GaSb substrates, characterised by x-ray diffraction 

(XRD) and photoluminescence (PL) spectroscopy to find structural and bandgap characteristics. 

The samples grown showed emission from 2.1 ς 3.4 ˃ m using various quantum well structures. 

When integrated into an LED, room temperature emission was obtained at ~ 2.8 m˃. 

Due to their Auger quenching mechanisms and reduction in SRH recombination, InAs/InAs1-xSbx 

superlattices strain balanced to GaSb were studied. These structures were also grown via MBE 

and characterised using XRD and PL, showing emission ~ 4 m˃ at 4 K. These superlattices were 

integrated into LEDs, which showed bright emission ~ 3.9 m˃ at low temperature, with emission 

increasing up to 4.5 ˃m at room temperature. 
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1. Introduction 

1.1. Overview 

There are many applications for the technologically important mid-infrared (MIR) region of the 

electromagnetic spectrum (2 ς р˃ƳύΣ these include but are not limited to: gas sensing, medical 

diagnostics, infrared imaging and defence [1-3]. When considering gas sensing, there are a 

plethora of industrial and greenhouse gasses with absorption spectra which lie in this 

wavelength range, including: methane (CH4: 3.3 ˃ m), carbon dioxide (CO2: 4.2 ˃ m), carbon 

monoxide (CO: 4.5 ˃m) and nitric oxide (NO: 5.2 ˃m) [4]. This is due to the rotational bond 

energies of many molecules lying in this range, allowing them to be detected, the gasses and 

their corresponding absorbance bands can be seen in Figure 1.1. Although there is a great deal 

of technology established employing mid-infrared emitters for the aforementioned applications, 

there are constantly novel uses being discovered.  

 

Figure 1.1: the gas absorption spectra from 2.8 - 5.2 ˃ m, showing the absorption strength of each gas at various 
wavelengths [5]. 

One potential novel application of the MIR spectrum is in the identification of plastics, this is an 

extremely important process, especially in plastic sorting facilities which recycle plastic. One 

factor which limits the efficiency of plastic recycling is the non-detectability plastics which are 

dyed black using carbon-black pigment by current technologies. This is due to the wavelength 

of light ς Near Infrared (NIR) ς used in current optical sorting technology in plastic recovery 

facilities (PRFs) being completely absorbed by the carbon black pigment. Several solutions have 

been proposed for this. One, is the creation of black pigments which can be detected using NIR 

radiation, however, this new pigment does not have the benefits of carbon-black pigment as will 

be discussed in section 5.4. Another laser-based technology which detects the plastics using a 

plethora of mechanisms, often incorporating artificial intelligence methodologies; this has the 
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drawback of being extremely energy intensive and non-portable. However, some success has 

been realised in the detection of carbon-black plastics using the MIR spectrum [6-8]. Using MIR 

radiation, it could be possible to detect black plastics using an array of LEDs, which would reduce 

power consumption and allow for the miniaturisation of the technology. To explore this, FTIR 

scans were conducted on samples of non-black and black commonly recycled plastics to see 

what energies corresponding to the 2 ς 5 m˃ wavelength range show reflection peaks. The 

results show that for polyethylene, polypropylene and polyvinylchloride, there are 

distinguishable spectral fingerprints between 3.3 ς 3.6 ˃ m. This wavelength range was used as 

it is the MIR region in which room temperature operational LEDs can be successfully created. 

III-V alloys have shown great promise in creating high quality semiconducting optical devices 

operating in the MIR range, including: light emitting diodes (LEDs) [9, 10], lasers [11, 12] and 

photodetectors [13, 14]. The reason this material system can be used to make devices emitting 

in this wavelength range is due to the alloys having bandgaps which correspond to these 

wavelengths at room temperature. Moreover, the similarities in lattice constants of the alloys 

allow complex heterostructures, including alloys comprised of three or more different elements, 

to be grown which can be further used to tailor bandgap, emission spectra and external 

efficiency. Moreover, growing thin film heterostructures allows the use of quantum 

confinement to improve emission quality and further tailor alloy bandgaps. Since their discovery 

for use in optical semiconductors around half a century ago, a great deal of research and 

development has been conducted on this material system, leading to great advances in the field. 

The development of growth methods such as Molecular Beam Epitaxy (MBE), Metalorganic 

Vapour-Phase Epitaxy (MOVPE) and Liquid Phase Epitaxy (LPE) have furthered the ability to grow 

complex, thin film structures.  

Despite their promise as room temperature emitters and detectors, there are several factors 

which limit the performance of these devices, especially for LEDs and lasers. This includes non-

radiative recombination and poor light extraction (internal and external efficiency). These are 

caused by mechanisms of charge carrier recombination not resulting in the production of a 

photon and the difference in refractive indices between semiconductor and air. There have been 

several solutions proposed to these problems, for non-radiative recombination, the growth of 

strained epitaxial layers and tuning the bandgap. The use of Distributed Bragg Reflectors (DBR) 

mirrors has shown the ability to improve light extraction from the semiconductor system. 

This research was conducted with the Centre for Material Social Futures (MSF) [15] at Lancaster 

University. The aim of MSF, funded by the Leverhulme trust, is to bridge the gap between 

research undertaken by social and physical sciences. Because of this, as well as the research 
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conducted in optoelectronics and spectroscopy relating to black plastics, this research also 

includes: a review of plastics, the problems they cause and how this relates to governments, 

non-governmental organisations and individuals are given. This is important because, the 

societal problems caused by plastic is widespread, being largely known by the public all over the 

world. Plastics came into wide-scale production after WWII, before which it had been widely 

used in the military but not entered the commercial space. Since then, an estimated 

8.3×109 metric tons (Mt) of virgin plastics have been created with annual production going from 

2Mt in 1950 to 380Mt in 2015 with an average growth rate of 8.4% annually [16]. Despite the 

fact that in the natural environment, it can take a minimum of around 20 years and a maximum 

of around 200 years or more for plastics to decompose [17]. When plastics were first produced, 

they were just discarded, since then, plastic recycling has increased by ~0.4% each year to the 

current rate of 18% [16]. This is largely caused by the linear economy that they exist in, with 

plastics being produced, used, then discarded. Causing a build-up of plastics in land-fill sites due 

to them not breaking down naturally. The relatively common process of plastic recycling has 

gone someway in alleviating this problem; however, the process is not currently extensive 

enough.  

Based on the FTIR scans conducted and literature around the absorption spectra of 

plastics/polymers, strained, type-I InxGa1-xAs1-ySby/AlzGa1-zAs1-wSbw quantum wells were 

developed for emission around 3 ˃m. This utilised strained quantum wells to reduce non-Auger 

recombination and the large wavefunction overlap to increase the rate of radiative 

recombination. The active regions were grown and characterised to see their performance and 

were then integrated into LED structures, giving room temperature emissions. This culminated 

in developing the system with GaSb barriers, i.e. z = 0 and w = 1, which creates a less complex 

growth due to Al cells of the MBE not being required and allowed for longer wavelengths to be 

realised, it also allowed for longer wavelengths to be realised. 

As well as this, type-II InAs/InAsSb structures were investigated. This is in attempt to further see 

if the Ga-free system reduces non-radiative SRH recombination and the type-II bandgap 

alignment reduces Auger recombination, both of which are severe limiting factors in the 

performance of MIR optical devices. Samples were grown and characterised at low 

temperatures (4 K), then integrated into LEDs based on this calibration. These LEDs showed 

emission from 4K up to room temperature. Modelling was also conducted using Nextnano to 

find the charge carrier recombination path causing the resultant emission spectrum. 
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1.2. Aims and overview of thesis 

The aim of the research is to develop highly efficient, bright, LEDs emitting in the MIR region for 

use in the detection of recyclable plastics as well as other molecules. This will be done using 

novel structures, some of which can be integrated into more complex devices in future research. 

Chapter 2: Theory. This chapter aims to provide a comprehensive explanation of the theoretical 

concepts which are necessary in explaining and understanding the research which has been 

undertaken. 

Chapter 3: Experimental procedures. This chapter lays out an explanation of the experimental 

methods used in the growth, fabrication, characterisation and analysis of samples and devices 

discussed in this thesis. Moreover, and explanation of FTIR spectroscopy is given for the analysis 

of the MIR absorption spectra of black plastics. 

Chapter 4: Literature review. This chapter provides an overview of the development of LEDs 

from their initial conception to the present. Providing details on the material systems used with 

their benefits and drawbacks. It also discusses the technologies used, such as inter-band 

cascading structures and integrated distributed Bragg reflectors (DBRs). 

Chapter 5: A material social outlook on plastics at the current end of their life. This chapter 

provides a review of the development of plastic from its conception as an experimental material 

to its widespread use today. It delves into how plastic is treated in society, and what happens to 

it at the end of its life. Moreover, an analysis of the implications of the current method of plastic 

άǿŀǎǘŜέ ƳŀƴŀƎŜƳŜƴǘ ƻƴ ǘƘŜ ŜƴǾƛǊƻƴƳŜƴǘ ƛǎ ƎƛǾŜƴΦ Finally, the FTIR reflection spectra of 

commonly recycled plastics is taken so that the devices/material systems could be tailored for 

the purposes of recycling. 

Chapter 6: Developing type-I InGaAsSb based active regions for room temperature emission 

around 3.3 ˃ m. This chapter discusses the development of type-I active regions based on  

InxGa1-xAs1-ySby type-I quantum wells in an AlwGa1-wAs1-zSbz barrier system. In this, simulations 

are carried out to provide information on the bandgaps and critical layer thickness of the system. 

Then the development of the active regions, as well as their implementation into LEDs are 

discussed and an analysis of their performance is given. 

Chapter 7: Type-II InAs/InAsSb Strain Balanced Superlattices. This chapter discusses the 

development of low Sb InAs/InAsSb strain balanced superlattices. Band structure simulations 

and material system simulations were carried out to see how the bandgap changes with varying 

layer thicknesses and Sb content. Moreover, simulations to see the strain balancing 
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characteristics of the system were also carried out. Both active region analysis and integration 

of the active region into LED structures is discussed. 

Chapter 8: Conclusion. A summary of the results will be given to finalise the thesis and a 

discussion of where they fit into the existing literature. A brief discussion of where this research 

could lead will also be given. 
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2. Theoretical concepts 

2.1. Semiconductor physics 

2.1.1.  Energy bands of semiconductors 

When considering a single atom, the electrons surrounding the nucleus form discrete energy 

levels, based on the Schrödinger equation ς which defines the energy of an electron in the 

presence of a certain potential energy. The Pauli exclusion principle ς which states that no two 

electrons can occupy the same quantum mechanical state [18] also affects the discrete energy 

level that electrons can take. However, when atoms are spaced closely together, the coulomb 

interaction between outer electrons, as well as the Pauli exclusion principles, causes the discrete 

energy levels to distort into quasi-continuous energy bands [18]. Energy bands are a quasi-

continuous range of energies which an electron in a given band can take. As well as creating 

energy bands, due to wavefunction overlap the electrons in the outermost full energy band (the 

valence band) become delocalised and can move between different atoms in the space 

surrounding them, this causes atomic bonds between atoms. It is only in higher energy levels, 

where there are more electrons that the quasi-continuous energy bands are formed. 

When lots of atoms are held together in a structure, usually via covalent bonds, i.e. when 

ǾŀƭŜƴŎŜ ŜƭŜŎǘǊƻƴǎ ŦǊƻƳ ŜŀŎƘ ŀǘƻƳ ŀǊŜ άǎƘŀǊŜŘέ ōŜǘǿŜŜƴ ŀǘƻƳǎΦ ¢Ƙƛǎ ƎƛǾŜǎ ŀ ǎƛǘǳŀǘƛƻƴ ƛƴ ǿƘƛŎƘ 

electrons in the valence bands are sufficiently close together that energy levels coalesce and 

form energy bands. In a crystal structure, such as a quarter of a two-inch wafer which will be 

discussed throughout this thesisΣ ǘƘŜ ƴǳƳōŜǊ ƻŦ ŀǘƻƳǎ ƛǎ ƎŜƴŜǊŀƭƭȅ ƻŦ ǘƘŜ ƻǊŘŜǊ ƻŦ !ǾƻƎŀŘǊƻΩǎ 

constant (1023). This means that there are many valence electrons in proximity, so many 

wavefunctions are overlapping. Causing energy bands to form, especially in the valence band as 

previously discussed. As well as a valence band, there is also an available state of energies above 

this, known as the conduction band. The conduction band is the band in which electrons are free 

to move around the lattice. It is less populated than the valence band and charge carriers are 

more loosely contained by the electrostatic force from the nucleus. The position of the 

conduction band relative to the valence determines if the material is: conductive, insulating or 

a semiconductor. 

If there is an overlap between the conduction and valence bands, this makes the material a 

conductor. This is because in its equilibrium state, there are always electrons in the conduction 

band, so if an electrical bias is applied this type of material, the electrons in the conduction band 

will flow. A layout of the valence and conduction band of a conductor can be seen in  

Figure 2.1 (a). A semiconductor and insulator are different from a conductor in that they both 
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have an energy gap between the conduction and valence bands. These are energy states within 

the material that the charge carriers cannot occupy. Semiconductors and insulators are different 

to one another in that the gap between the conduction and valence band in a semiconductor is 

much smaller than that of an insulator. Examples of these bandgaps are displayed in Figure 2.1 

with (b) being a semiconductor and (c) being an insulator, the bandgaps, Eg and Ei are the 

respective bandgaps characterised by Eg << Ei. In a semiconductor, it is possible to cause charge 

carriers to move from the valence to the conduction bands given sufficient energy, whereas this 

is not possible in an insulator. 

 

 

Figure 2.1: Diagram displaying the valence and conduction band position in: (a) conductors, (b) semiconductors 
(bandgap Eg) and (c) insulators (bandgap Ei). 

At 0 K, because there is no thermal energy in any charge carriers, they remain in the valence 

band for a semiconductor or insulator. In a conductor, they will be able to enter the conduction 

band no matter what the temperature due to overlapping bands. However, when the 

temperature is increased, the charge carriers will obtain thermal energy. In a semiconductor, 

this thermal energy is sufficient to move the carriers from the valence band to the conduction 

band. As the temperature increases, the charge carriers have more thermal energy which causes 

more of them to move into the conduction band, this is done according to the Fermi distribution. 

In an insulator, because the energy gap between the conduction and valence band is so large, 

there is a negligible amount of charge carriers which will move to the conduction band, even at 

room temperature (~300K). Semiconductors which have no excess charge carriers are known as 

intrinsic charge carriers, those with an excess of electrons are known as n-type semiconductors 

and those with a deficit of electrons (excess of holes) are known as p-type semiconductors.  
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As well as the energy bands splitting into conduction and valence, due to degeneracy caused by 

the angular momentum of particles in the band. This splits the valence band into three sub 

bands: heavy-hole, light-hole and spin orbital, this split is caused by different values of angular 

momentum and the spin values of the charged particles in the valence band [19].  

2.1.2.  Bandgap temperature dependence 

As mentioned in section 2.1.1, there are various effects that temperature has on the filling of 

various bands with charge carriers. However, it also has an effect on the energy of the charge 

carriers and the band they occupy. Temperature also influences the size of the bandgap. This is 

because as the temperature changes, the position of the conduction and valence band varies; 

this change in position is caused by multiple factors. As temperature changes, the distance 

between atoms in the lattice will change, this usually follows a linear relationship with 

temperature. However, at very low temperatures this relationship can be nonlinear. If the 

spacing between the lattice changes, the difference in proximity of the electrons to other atoms 

in the lattice also change, this varies the force binding electrons to the atom [20]. Another factor 

is the lattice-electron interaction, which can change greatly with temperature. This change is 

due to electrons being less tightly bound to the atoms in the lattice as temperature increases, 

and vice versa. Weaker bound electrons require less energy to move into higher energy bands, 

this means that as temperature increases, the bandgap decreases. The bandgap as a function of 

temperature can be modelled using the Varshni equation, shown in equation 2.1 [20]. 

 
Ὁ Ὁ π

‌Ὕ

Ὕ ‍
 

2.1 

In this equation, Ὁ π is the bandgap at 0 K; ‌ and ‍ are both physical constants which have 

no precise definition, however, ‍ is related to the Debye temperature of the material. The 

material parameters are generally found experimentally; this has been documented extensively 

for the III-± ƳŀǘŜǊƛŀƭ ǎȅǎǘŜƳ ƛƴ ά.ŀƴŘ ǇŀǊŀƳŜǘŜǊǎ ŦƻǊ LLL-V compound semiconductors and their 

ŀƭƭƻȅǎέ ōȅ ±ǳǊƎŀŦǘƳŀƴ ŜǘΦ ŀƭΦ [21]. 

The Varshni equation is very effective at modelling bandgaps at higher temperatures. Although, 

at lower temperatures, localisation and exciton effects causes the emission spectrum to be red 

shifted relative to the Varshni fit. Models such as the Vina and Passler equation seek to remedy 

these effects by adding extra parameters to the equations, terms accounting for exciton 

localisation [22]. These parameters are difficult to predict based on the structure and alloy of 
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the device, so they are good at finding electron localisation effects based on the bandgap but 

are not as effective at predicting the low temperature bandgap behaviour of a material. 

2.1.3. Doping and bandgap alignment 

As previously mentioned, charge carriers can be excited into the conduction band via thermal 

energy, in intrinsic semiconductors, this occurs as temperatures exceed 0K [23]. It is also possible 

ǘƻ ŎƘŀƴƎŜ ǘƘŜ ǇǊŜŘƻƳƛƴŀƴǘ ŎƘŀǊƎŜ ŎŀǊǊƛŜǊǎ ƛƴ ǘƘŜ ƳŀǘŜǊƛŀƭ ōȅ ŀŘŘƛƴƎ άŘƻƴƻǊέ ƻǊ άŀŎŎŜǇǘƻǊέ 

atoms/molecules to the intrinsic semiconductor, this process is known as doping and the 

materials used are dopants. Donors are molecules which have one more electron in their outer 

energy-band than the molecule they are being added to. Accepters have one fewer electron in 

their outer energy band in comparison to the molecule they are being added to. When donors 

are added to an intrinsic semiconductor, there are excess electrons in the conduction band and 

the material is referred to as an n-type semiconductor. When acceptors are added to an intrinsic 

semiconductor, there is a deficit of electrons (a surplus of holes in the valence band) and the 

material is known as a p-type semiconductor. This has the effect of making the predominant 

ŎŀǊǊƛŜǊ ǘȅǇŜ άƘƻƭŜǎέΣ ƻǊ ƳƛǎǎƛƴƎ ŜƭŜŎǘǊƻƴǎ ƛƴ ǘƘŜ ǾŀƭŜƴŎŜ ōŀƴŘΦ These holes can be modelled as 

an electron with a greater relative mass and positive charge [23].  Because the Fermi-level 

denotes the equilibrium point between the charge carrier distribution in the conduction and 

valence bands. In an intrinsic semiconductor, it lies in the centre of the bandgap. If a donor atom 

is added to the material, there is an excess of electrons in the conduction band, so the 

equilibrium point is closer to the conduction band edge, meaning the Fermi-level is closer to the 

conduction band. The inverse is true for a p-type semiconductor, as acceptor atoms are added, 

there are more charge carriers in the valence band, so the Fermi level is closer to the valence 

band. This effect can be seen in Figure 2.2 (a), where the band-edges are of the same energy, 

ōǳǘ ǘƘŜ CŜǊƳƛ ƭŜǾŜƭ Ƙŀǎ ŎƘŀƴƎŜŘΦ !ŘŘƛƴƎ ŘƻƴƻǊǎ ǘƻ ŀ ƳŀǘŜǊƛŀƭ ƛǎ ƪƴƻǿƴ ŀǎ άƴ-ǘȅǇŜέ ŘƻǇƛƴƎΣ ŀƴŘ 

ŀŘŘƛƴƎ ŀŎŎŜǇǘƻǊǎ ǘƻ ŀ ƳŀǘŜǊƛŀƭ ƛǎ ƪƴƻǿƴ ŀǎ άǇ-ǘȅǇŜέ ŘƻǇƛƴƎΦ 

When two semiconductors meet at a continuous point, it is known as a semiconductor-

semiconductor junction. Junctions are defined as a heterojunction or a homojunction depending 

on if the semiconductors at either side are made of the same material or not. A junction of a 

material where one side is p-doped and the other is n-doped is referred to as a p-n junction. If a 

p-type and n-type semiconductor are bought together, electrons from the n-type side and holes 

from the p-type side will flow into the oppositely doped side due to diffusion. This diffusion 

current then causes a build-up of electrons in the p-type region and a build-up of holes in the n-

type region either side of the junction. Eventually, this local build-up of charge causes a potential 



10 
 

barrier which stops more charge carriers diffusing across, this section where charge carriers have 

diffused across is known as the depletion region. Because of the new distribution of holes and 

electrons throughout the material, the relative energy levels of the p-doped regions and n-

doped regions to shift relative to one another. This new distribution throughout the structure 

causes the Fermi level to become constant, as opposed to the p-type and n-type regions in 

isolation. A visual representation of this can be seen in Figure 2.2 (a) and (b). 

With the n-doped and p-doped regions on either side, this causes a potential difference across 

the depletion region, given by equation 2.2 [23], where ὔ  is the concentration of acceptors, ὔ  

is the concentration of donors and ὲ is the intrinsic charge carrier concentration of the material. 
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2.2 

The depletion region also has a finite width. This is defined by how far charge carriers travel into 

where they create this equilibrium region ς i.e. where the material is intrinsic. The width is based 

on the bias applied across the junction, because this effect the equilibrium of charge carriers. 

This width is given in equation 2.3, where ‐ is the permittivity of free space, ‐ is the relative 

permittivity of the material and ὠ is the bias applied over the junction. 
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2.3 

Whereas in a homojunction, two of the same materials with the same bandgap form a junction; 

in a heterojunction, two different materials come together to form a junction. In heterojunction 

structures, there are three different ways in which bandgaps can be aligned based on where 

their conduction and valence bands lie relative to the other material in the junction. These are: 

type-I, type-II and broken gap alignments. In type-I junctions, one of the materials will have a 

(a) 

 

(b) 

 

Figure 2.2: Band-edge diagrams showing the relative band edge positions: black, conduction band; red, valence 
band; grey dotted, Fermi level. (a) Before charge carriers settle to equilibrium, (b) at equilibrium point. 

E
n

e
rg

y 

E
n

e
rg

y 

p-type n-type p-type n-type 



11 
 

higher conduction band-edge and lower valence band-edge than the other material. In type-II 

junctions, one material will have both a higher conduction band-edge and the same material will 

have a higher valence band-edge than the other material. In broken gap junctions, the valence 

band-edge of one material band-edge is higher than the conduction band-edge of the other 

material. These junction alignments can be seen in Figure 2.3 (a), (b) and (c) [23]. 

 

 

2.1.4. Quantum confinement in semiconductors 

When charge carriers move through a bulk semiconductor, they are unconfined; they can move 

unrestrained in the x, y, and z coordinate system. It is possible to build heterostructures which 

confine the freedom of movement of electrons to less than three dimensions. Using quantum 

wells, it is possible to achieve two-dimensional confinement; quantum wires give one-

dimensional confinement, and quantum dots give zero-dimensional confinement. Zero-

dimensional confinement is where the electron is completely spatially confined. These 

structures are created using heterojunctions, where a potential well can be created, it is in this 

well that the charge carrier will be confined. In order to cause confinement, the dimensions of 

the confinement has to be on the scale of the De Broglie wavelength of the charge carrier it is 

confining. The De Broglie wavelength is described in equation 2.4 where ˂  is the De Broglie 

ǿŀǾŜƭŜƴƎǘƘΣ Ƙ ƛǎ tƭŀƴŎƪΩǎ Ŏƻƴǎǘŀƴǘ ŀƴŘ Ǉ ƛǎ ǘƘŜ ƳƻƳŜƴǘǳƳ ƻŦ ǘƘŜ ŜƭŜŎǘǊƻƴ [24], this is  

generally ~10 nm or smaller. 
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(a) (b) (c) 

Figure 2.3: the bandgap alignments for: (a) type-I, (b) type-II and (c) broken-gap junctions. Red signifies material 
1, grey signifies material 2. 
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If the confining space is of this order of magnitude, then the charged particle will be spatially 

confined, as it acts as a wave between two potential barriers which it cannot fully tunnel 

through. In a bulk structure, the electron can have any energy if it lies within the corresponding 

band. In a quantum confined structure, the particle acts in a quantum manner, so its energy will 

be discrete with respect to the confinement. The energy level of the surrounding bands should 

be such that it creates a potential barrier at either side the confining region. Confinement has 

two types, in type-I confinement, the electrons and holes are both confined in the same space, 

this would be both charge carriers in the same material in Figure 2.3 (a). In type-II confinement, 

the charge carriers are confined in different spaces, i.e., the electrons would be in one material 

and the holes confined in another, as shown in Figure 2.3 (b) and (c). Because being in a quantum 

well causes the charge carriers to have discrete energy level in their respective band, it changes 

the energy that charge carriers occupy in the well respective to the band edge. In a system where 

there is quantum confinement, the bandgap is defined as the difference in energy from the 

electron energy level to the hole energy level. Thus, the bandgap of the system can be changed 

by changing the confinement conditions, such as well width and confinement energy. 

2.1.5. Density of states 

The density of states (DoS) in a semiconductor is a measure of how many available states there 

are at a given energy. This is an important part of analysing how a device or sample will perform, 

based on how many charge carriers will be present between two giving energies. In bulk 

semiconductors (no quantum confinement), the density of states of charge carriers is given by 

the density-energy relationship shown in equation 2.5. This shows that the density of states is a 

continuous function of energy. 

 
ὤὉ

τ“
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2.5 

Here, ὤὉ is the density of states, h ƛǎ tƭŀƴŎƪΩǎ ŎƻƴǎǘŀƴǘΣ άᶻ is the effective mass of the charge 

carrier and Ὁ is the relative energy from the lowest point of the energy band. If convolved with 

the Fermi-Dirac distribution function, this shows the number of electrons of a given energy at 

any point in the energy band [23]. 

When considering a two-dimensional quantum well, the density of states is given by the formula 

shown in equation 2.6, where n is a positive integer greater than 1, and ᴐ ƛǎ ǘƘŜ ǊŜŘǳŎŜŘ tƭŀƴŎƪΩǎ 

constant, i.e., Ƙκнˉ. 
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This two-dimensional density of states is independent of energy, the density in each quantum 

state is solely defined by equation 2.6 [23]. This means that the density of states is dependent 

ƻƴ ǘƘŜ ƻǊŘŜǊ ƻŦ ǘƘŜ ŜƴŜǊƎȅ ƭŜǾŜƭ ōŀǎŜŘ ƻƴ ǘƘŜ ǉǳŀƴǘǳƳ ǎǘŀǘŜΣ ŎǊŜŀǘƛƴƎ ŀ άǎǘŜǇέ ŦǳƴŎǘƛƻƴ ƻŦ 

density of states, rather than the continuous bulk model. 

2.2.  Carrier transport and recombination 

2.2.1.  Charge carrier injection 

When applying a potential difference across a semiconductor, a current will flow if there is an 

excess of charge carriers in the conduction or the valence band, where the charge carriers less 

bound to the atom and can move somewhat between multiple atoms. The flow of current will 

be dependent on the direction of the applied potential difference, as well as if the charge carriers 

are in the conduction or valence bands. When considering a p-n junction, the direction in which 

the potential difference is applied is known as a bias. If the positive potential terminal is 

connected to the p-type doped region and the negative connected to the n-type doped region 

ǘƘŜƴ ǘƘŜ ōƛŀǎ ƛǎ ǊŜŦŜǊǊŜŘ ǘƻ ŀǎ άŦƻǊǿŀǊŘ ōƛŀǎέΦ ²ƘŜƴ ǘƘŜ ǇƻǎƛǘƛǾŜ ǘŜǊƳƛƴŀƭ ƛǎ ŎƻƴƴŜŎǘŜŘ ǘƻ ǘƘŜ ƴ-

type doped region and the negative terminal connected to the p-type region, this is referred to 

ŀǎ άǊŜǾŜǊǎŜ ōƛŀǎέΦ 9ȄŀƳǇƭŜǎ ƻŦ ŀ ŦƻǊǿŀǊŘ ŀƴŘ ǊŜǾŜǊǎŜ ōƛŀǎ ōŜƛƴƎ ŀǇǇƭƛŜŘ ŀŎǊƻǎǎ ŀ Ǉ-n junction 

can be seen in Figure 2.4 (a) and (b) respectively.  

 

 

 

Figure 2.4: potential difference applied across a semiconductor junction for (a) forward bias and (b) reverse bias. 

 

  

(a) (b) 
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When a forward bias is applied across the p-n junction, this causes a reduction in the potential 

barrier between the two regions. Because of this, the diffusion current is increased, which 

causes electrons from the n-type region and holes from the p-type region to enter the depletion 

region. The carriers are then replaced by the driving source [23]. As charge carriers are injected 

into the depletion region, they recombine releasing energy equal to the bandgap that they cross. 

As the forward bias across the junction is increased, the potential that the charge carriers cross 

is lower meaning more enter the intrinsic region, thus increasing the current passing through 

the device. The opposite to the reverse bias, i.e. having the positive terminal connected to the 

n-type region and the negative terminal connected to the p-type region. The causes holes in the 

p-type region to move towards the positive terminal and vice versa for electrons in the n-type 

region. This causes the width of the depletion region to increase as more electrons flow into the 

p-type and holes flow into the n-type [23]. The different effects of bias on the junction creates 

the effect of current flowing easily one-way (forward bias) and not flowing in the other direction 

(reverse bias), this creates devices which do this are known as diodes. The current that a forward 

bias causes in an ideal diode is given by the Shockley equation, shown in equation 2.7. This 

describes the current of a diode with cross sectional area A, hole and electron diffusion 

constants Dp and Dn respectively; electron and hole charge carrier lifetimes of ṉ ŀƴŘ ˍp 

respectively; intrinsic carrier density of ni and donor and acceptor carrier densities of ND and NA 

respectively. 
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2.7 

This is how an ideal diode would operate; however, physical devices do not operate in this 

manner, however, different types of resistances limit the performance of the device in different 

ways. Series resistance (RS) occurs due to resistance of the intrinsic region as it has fewer free 

charge carriers, as well as resistance coming from the contacts. Parallel resistance (RP) occurs 

when current bypasses the junction, by mechanisms such as surface currents. This causes the 

current of a real diode to be described by equation 2.8, nideal is the ideality factor of the diode, 

this should be around 1 to 2. Series resistance causes an increase in the resistance of charge 

carriers under forward bias, parallel resistance causes a lowering of resistance under reverse 

bias. An ideal diode would have an infinite parallel resistance so that no current bypasses the 

junction. This equation also considers how temperature will affect the system. 
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2.8 

 

2.2.2. Recombination processes 

When charge carriers are injected into the intrinsic region of a semiconductor under forward 

bias, they will be forced to cross the bandgap. This occurs at the same rate for electrons and 

holes. This causes the electrons and holes to recombine with one another, creating energy equal 

to that of the bandgap. This energy can either be converted into a photon ς a process known as 

radiative recombination; alternatively, it could move charge carriers into different energy bands, 

i.e. Auger recombination, or emit the energy as lattice vibrations (phonons), i.e. Shockley-Read-

Hall (SRH) recombination [23]. For the purposes of light emitting diodes, radiative recombination 

is the desired process, as photons of a predictable wavelength are generated. Non-radiative 

recombination processes are undesirable, because they do not convert charge carriers into 

photons, thus reducing the efficiency of the device.  

There are several ways to cause charge carrier recombinations in semiconductor materials. One 

method is using electrical pumping of a p-n junction as described in section 2.2.1, alternatively 

pumping via a laser emitting photons with a higher energy than the bandgap of the material 

being pumped. The spectrum of light created via electrical pumping is known as 

electroluminescence and via photon pumping is known as photoluminescence. Whereas in 

electrical pumping, charge carriers are pumped into the intrinsic region by applying a bias. For 

photon pumping, carriers in the valence band are given sufficient energy to cross into the 

conduction band when they absorb a high-energy photon from a laser. They will then de-excite, 

losing that energy and travel back down into the valence band emitting a photon with energy 

equal to the bandgap. 
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2.2.2.1 Radiative recombination 

Radiative recombination occurs when charge carriers from one band, recombine with charge 

carriers from another band, causing the release of energy in the form of a photon. Because it is 

free charge carriers which are injected into the intrinsic region, the rate of recombination (R) is 

given by equation 2.9. This gives a direct proportionality to the electron and hole densities. 

 Ὑ ὄὲὴ 2.9 

In equation 2.9, n is the electron concentration and p is the hole concentration. B is a 

proportionality constant known as the Bimolecular recombination coefficient [25]. As dopants 

are added to a semiconductor, it increases the concentration of one charge carrier type whilst 

decreasing the other. Because of this, the product of the of the n-type and p-type dopant 

concentration is equal to the square of the intrinsic charge carrier concentration, i.e. ὲὴ ὲΦ 

The transition from the conduction to valence band of a charge carrier can also be described 

using the transfer matrix, shown in equation 2.10, ὡᴼ  is the recombination from state i to 

state j. 
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2.10 

” is the density of states at a given energy and Ὄ  is the transitional matrix element. When 

considering a non-time-dependant transitional matrix element, the matrix element is given by 

the formula in equation 2.11. ‪ is the wavefunction of the charge carrier in state i, ‪ᶻis the 

complex conjugate of the wavefunction of the charge carrier in state j, this is then integrated 

over the space it is contained in [25]. The space it is confined in is technically infinite, but the 

wavefunction will go almost to zero outside of the quantum well and barrier system. 

 
Ὄ ‪ ὼ‪ᶻὼὨὼ 

2.11 

The transitional matrix element is also known as the wavefunction overlap; it shows that charge 

carriers which are spatially confined around one another are more likely to recombine. In bulk 

semiconductors, the transitional matrix element is given by equation 2.12, where άᶻ is the 

effective mass of the electron and ῳ is the spin orbital splitting. This is derived using the four 

band Kane model. 
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2.12 

In quantum structures, if the wavefunctions of the electrons and holes are known, which can be 

done through modelling of the quantum structures. The wavefunction overlap can be calculated 

numerically using equation 2.11. Wavefunction overlap is a normalised constant which varies 

between 1, for wavefunctions which are completely overlapping, and 0, for wavefunctions which 

are completely spatially separated. 

Due to the energetic states available to charge carriers, when recombination occurs, there is a 

distribution of energies that photons can take. The intensity of this emission spectra for a bulk 

semiconductor, as a function of energy - I(E) ς is given by the distribution shown in equation 

2.13. This means that the minimum energy photons emitted are equal to the bandgap energy. 

 
ὍὉ Ὁ ὉὩ  

2.13 

The maximum intensity of this emission spectra is equal to Ὁ  , and the linewidth is equal 

to ρȢψὯὝ. However, when considering quantum well structures, although the maximum intensity 

remains the same, the distribution is Gaussian and the linewidth is reduced to   

ÌÎςὯὝ [26]. 

2.2.2.2  Shockley-Read-Hall (SRH) recombination 

Shockley-Read-Hall recombination is a non-radiative recombination process. It occurs when a 

charge carrier moves from an energy band to an energy trap state rather than to another band. 

Trap states occur in a bandgap due to non-uniformities in the lattice structure. This can include: 

non-native atoms in the structure; dislocations, defects and non-uniform alloy structure [27]. 

Trap states can trap both electrons and holes; their effectiveness at trapping charge carriers is 

determined by their energy relative to the Fermi level and the lifetime of the trap state. The 

lifetime of a carrier in a trap state is given in equation 2.14;  ὔ  is the trap concentration, ὺ is 

the charge carrier velocity „  is the capture cross sections of the traps for the charge carriers. 

 ρ
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2.14 

The rate of SRH recombination in a system is given by the formula in equation 2.15. Where ὴ 

and ὲ are the intrinsic hole and electron concentrations; ῳὲ and ῳὴ are the electron and hole 
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doping densities, ὴ and ὲare the concentrations of holes and electrons respectively near the 

Fermi level. 
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2.15 

When the material is approximately intrinsic, the lifetime of the carriers is given by equation 

2.16. 
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2.16 

From equation 2.15, the rate of SRH recombination is inversely proportional to the carrier 

lifetime, thus, the rate is lower when the carrier lifetime is larger. Equation 2.16 shows trap 

states that are close to the Fermi level will decrease the lifetime. Also, at lower temperatures, 

the cosh function will be lower, so the lifetime will also be lower. SRH recombination rates are 

highest when the trap states in the material are near the Fermi level ς which is generally around 

the middle of the bandgap in the intrinsic region. At high temperatures, the carrier lifetime is 

decreased, meaning at higher temperatures SRH recombinations will increase, thus decreasing 

the efficiency of any device [27]. Because SRH recombination is only dependent on one charge 

carrier, as it is an electron or a hole moving into a trap state and releasing energy as a phonon, 

the rate of SRH recombination has a linear proportionality to the number of charge carriers. 

2.2.2.3 Auger recombination 

Auger recombination is another non-radiative recombination process which takes place 

between three charge carriers. It occurs when an electron and a hole recombine. The energy 

from this recombination then causes a charge carrier in another band to move to a higher state 

in that band, or to move up into a higher energy band. There are four ways in which this can 

occur. One is, Conduction ς heavy-hole, light-hole ς heavy-hole (CHLH), this is when a 

recombination from the conduction band to the heavy-hole band causes a hole to move from 

the light-hole band to the heavy-hole band. Another is, Conduction ς heavy-hole, conduction ς 

conduction (CHCC), this is when recombination causes an electron in the conduction band, to 

move to a higher state in the conduction band. Moreover, conduction ς heavy-hole, heavy-hole 

- heavy-hole (CHHH), is when a recombination causes a hole in the heavy-hole band to move to 

a higher state in that band. Finally, conduction ς heavy-hole, spin orbital ς light-hole (CHSL) 

when a recombination causes a charge carrier from the spin orbital to enter the light-hole band. 

These recombination processes can be seen in Figure 2.5 (a), (b), (c) and (d). 
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Figure 2.5: Energy (E), wavevector (k) diagrams showing the Auger recombination processes for (a) CHLH, (b) 

(CHCC), (c) CHHH and (d) CHSL. The blue line represents the conduction band, orange the heavy-hole, red the light 

hole, and yellow the spin-orbital. 
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Radiative recombination is proportional to the square the charge carrier concentration, due to 

it being caused by two charge carriers and SRH has a linear relationship as aforementioned. 

There are three charge carriers which partake in Auger recombination, so the Auger rate follows 

a cubic relationship, this is shown in equation 2.17. This is assuming that the electron and hole 

carrier concentration are equal. 

 
Ὑ ὅὩ  ὲ 

2.17 

In this case, ὅ is a proportionality constant which is different for specific materials, Ὁ is the 

activation energy of the specific process. The CHCC and CHSL activation energies are shown in 

equation 2.18 and 2.19 respectively. 
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2.19 

 

Because the Auger recombination rate is dependent on band energy parameters and relative 

mass of charge carriers, it is possible to use bandgap engineering techniques to quench Auger 

recombination. However, because activation energies for Auger recombination are directly 

proportional to the size of the bandgap, as wavelength increases the Auger activation energy 

decreases. This means that Auger recombination is very prevalent in longer wavelength devices 

[28]. There is also a strong temperature dependence of the Auger recombination rate, this is 

shown in equation 2.20. 

 
ὙᶿὩ Ὕ  

2.20 

The cubic dependence of temperature for the Auger recombination rate shows that as 

temperature increase, the Auger recombination rate will increase. This is because the cubic term 

dominates at room temperature whereas a negative inverse exponential term plateaus. This 

leads to it being the dominant recombination type at room temperature in low-bandgap III-V 

semiconductors [29]. 
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2.2.3. Recombination current 

The current passing through a p-n junction is prortional to the rate of recombination. This is 

because for current to flow in the device, it must pass the bandgap, causing the charge carriers 

to recombine via the mechanisms discussed in section 2.2.2. It is possible to work out the rate 

at which each different type of recombination mechanism is occurring in a device. The current 

running through a device is given by equation 2.21, where A, B and C correspond to the 

contribution to current from: SRH, radiative and Auger recombinations respectively [30]. 

 Ὅθ ὃὲ ὄὲ ὅὲ 2.21 

The coefficient for ὄ is proportional to the integrated emission, i.e. the area under the 

luminescence peak, should then be proportional to ὲ. Because of this, if the driving current or 

input laser power over the square root of the integrated emission is plotted as a function of 

integrated emission (L), the graph that is essentially plotted is equation 2.22. 

 Ὅ

Ѝὒ
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2.22 

Plotting software can then be used to find the coefficients of A, B and C, giving the contributions 

of the different types of recombination mechanisms [30]. This can then be used to determine 

what proportion of the current in the device is due to different recombination mechanisms. This 

is important when analysing the efficiency of a device. Alternatively, the relation in 2.23 can be 

used [31]. 

 Ὅθ Ѝὒ  2.23 

By plotting the natural logarithm of input current as a function of the natural logarithm of the 

square root of the integrated emission the coefficient Z can be found. The Z value will show the 

dominant recombination mechanism, with 1, 2 or 3 being SRH, radiative or Auger respectively. 

The internal efficiency can also be measured using the output power of the device, using the 

formula shown in equation 2.24. Where ὖ is the output power of the device and –  is the 

optical extraction efficiency, given by equation 2.25, where ὲ is the refractive index of the 

semiconductor material [32]. 
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2.3. III-V material system 

III-V materials are molecules made of atoms from a combination of group-III and group-V atoms. 

Group-III atoms are: Boron, Aluminium, Gallium, Indium and Thallium; group-V atoms are: 

Nitrogen, Phosphorous, Arsenic, Antimony and Bismuth.  

When one group-III atom and one group-V atom form a molecule, it has a bandgap with an 

energy such that the material is classed as a semiconductor, this is known as a binary III-V 

molecule. Moreover, multiple of these molecules can bond together to form large crystal lattice 

structures. A selection of binary III-V materials are shown in Figure 2.6, with their bandgap 

energy plotted as a function of their lattice constant. 

2.3.1.  Alloys 

An alloy is a mixture of two or more binary materials which form a new compound, made of 

three or more atoms. Ternary compounds are shown in Figure 2.6, in the dotted or dashed line, 

depending on if the material bandgap is direct or indirect. The lines connecting show the 

bandgap and lattice constant of ternary alloys. As well as ternary alloys, four or five different 

atoms can be mixed to create an alloy, these are known as quaternaries and quintenary 

 

Figure 2.6: bandgap energy vs lattice constant diagram of III-V material system for binary systems created by 
Bett et. al. [33], the lines connecting binary points show the ternary systems. 
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respectively. To ensure that covalent bonds form, there has to be equal parts group-III and 

group-V atoms in the system. 

When alloys are created, the bandgap and lattice constant of the alloy is an interpolation of the 

bandgap and lattice constant of the constituent binary materials. For example, when ternaries 

are created, out of the binaries AB and AC, if the proportion of binary AB in the ternary is x then 

the lattice constant of ABxC1-x is given by equation 2.26 [34]Φ ¢Ƙƛǎ ƛǎ ƪƴƻǿƴ ŀǎ ±ŜƎŀǊŘΩǎ ƭŀǿ ŀƴŘ 

the principle can be applied to higher order alloys to find their lattice constants. 

 ὥ ὼὥ ρ ὼὥ  2.26 

When considering quaternaries, there are two different forms they can take, depending on the 

portion of group-III and group-V atoms. Two group-III atoms and two group-V atoms (taking the 

form AxB1-xCyD1-y); three group-III and one group-V or three group-V and one group-III, (which 

take the form ABxCyD1-x-y). The formulae to find each of these respective lattice constants are 

given in equations 2.27 and 2.28. 

 ὥ ὼώὥ ὼρ ώὥ ρ ὼώὥ ρ ὼ ρ ώὥ  2.27 

 ὥ ὼὥ ώὥ ρ ὼ ώὥ  2.28 

The interpolation of the lattice constants for alloy materials follows a linear scheme based on 

the composition of the alloy. The bandgap of the materials does not follow a linear scheme 

ǘƘƻǳƎƘΦ CƻǊ ǘŜǊƴŀǊȅ ŀƭƭƻȅǎΣ ǘƘŜǊŜ ƛǎ ŀ Ŏƻƴǎǘŀƴǘ ƪƴƻǿƴ ŀǎ ǘƘŜ άōƻǿƛƴƎ ǇŀǊŀƳŜǘŜǊέΣ ǿƘƛŎƘ ƳŀƪŜǎ 

the bandgap interpolation non-linear. The bandgap of the alloy ABxC1-x is given in equation 2.29 

[35]. In this equation, ὅ  is the bowing parameter of the alloy, each different ternary alloy will 

have its own bowing parameter. 

 Ὁ ὼὉ ρO ὧὉ ὼρ ὼὅ  2.29 

Likewise, when there is a quaternary system AxB1-xCyD1-y, the bandgap is given by the formula in 

equation 2.30. There is no bowing constant for quaternaries specifically but there is a nonlinear 

mix of the bowing parameters for the ternaries ABC, ABD, BCD and ACD [35]. 

Ὁ
ὼρ ὼ ώὉ ρ ώὉ ώρ ώ ὼὉ ρ ὼὉ

ὼρ ὼ ώρ ώ
 

2.30 
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2.3.2.  Strained systems 

As mentioned in sections 2.1.3 and 2.1.4, in the creation of hetero-junction, semiconductor 

materials with different bandgaps are bought together. In practice, this is done by growing 

different III-V materials via various processes on-top of one another. This creates one continuous 

crystal with abrupt junctions (interfaces) where the alloy turns from one type to another. As 

discussed in section 2.3.1, different alloys have different bandgaps and lattice constants. 

Because of this, when different alloys are grown on-top of one another, it causes the lattice 

constant to change [35]. This change in lattice constant is based on the lattice constant of the 

substrate that the structure is grown on, the epitaxial layers grown will deform to the lattice 

constant of the substrate. This is because the substrate is so much large than the epitaxial layers 

being grown, so it exerts a greater force on the epitaxial layer which is only a few monolayers 

thick.  

(a)  

 

 

 

(b) 

 

Figure 2.7: Diagrams showing the effect of (a) tensile strain, and (b) compressive strain on the structure of the 
epitaxial material before (left) and after (right) growth. 

Figure 2.7 shows how the epilayer deforms along the surface of the substrate structure under 

the two different types of strain. These are: tensile strain, which occurs when the epitaxial layer 

has a smaller lattice constant than that of the substrate; and compressive strain, when the 

epitaxial layer has a larger lattice constant than that of the substrate. As seen in Figure 2.7,  strain 

causes the epitaxial material to deform, so that it has the same in plane lattice constant as the 

a0 

ax a0 

a1 

a0 

ax 

a0 

a1 
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substrate, subsequently causing the out of plane constant to change. Tensile strain occurs under 

the condition, a1 < ax and for compressive strain a1 > ax. 

The stress of a system is defined by the ratio of the lattice constant of the substrate over the 

relaxed epitaxial layers, shown in equation 2.31. This defines the stress parallel to the growth 

surface, and the stress perpendicular to it ς which is the stress in the growth direction. To find 

the stress in each direction, different lattice constants are used, equations 2.32 and 2.33 show 

the lattice constants which should be used when calculating each component of strain. 

 ‐᷆ȟ 
ὥ᷆ȟ
ὥ

ρ 2.31 

 ὥ᷆  ὥ 2.32 

 ὥ  ὥ ρ Ὀ
ὥ᷆

ὥ
ρ  2.33 

The parameter Ὀ in equation 2.33 is a material dependant parameter which can be calculated 

based on the elastic constants of the epitaxial material [35]. For a 001-crystal structure ς those 

which are exclusively used in this research, Ὀ is given by equation 2.34. The parameters ὧ  and 

ὧ  are the elastic constants in different directions in the plane of the substrate of the epitaxial 

material. 

 Ὀ ς
ὧ

ὧ
 2.34 

2.3.2.1 Effect on energy bands 

Strain affects the positions of the valence band edges: heavy-hole, light hole and spin orbital, as 

well as the position of the conduction band. The change in band positions are given by equations 

2.35 and 2.36 for the valence average and conduction band respectively; ὥ and ὥ are the 

hydrostatic deformation potential of the respective bands. 

 ῳὉȟ ὥ ς‐᷆ ‐  2.35 

 ῳὉ ὥ ς‐᷆ ‐  2.36 

Along with band-edge position change, the sub-bands which make up the valence band shift 

with respect to one another due to sheer stress. These shifts are described by equations 2.37, 

2.38 and 2.39 for the heavy-hole, light-hole and spin orbital respectively. ῳ is the spin-orbital 

position before it is perturbed by strain. 
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The value of ‏Ὁ  is determined by the orientation of the surface interface, for 001-interfaces, 

it is given by equation 2.40, where ὦ is the tetragonal deformation potential. 

Ὁ‏  ςὦ‐ ‐᷆  2.40 

These perturbations due to strain mean that the band edges of the valence and conduction band 

are given by equations 2.41 and 2.42 [35]. 

 
Ὁ Ὁȟ

ῳ

σ
Ὁ άὥὼὉ ȟὉ  

2.41 

 

 
Ὁ Ὁȟ

ῳ

σ
Ὁ  ῳὉ  

2.42 

Equation 2.41 shows that there are two valence bands ς heavy hole (HH) and light hole (LH) 

which charge carriers can reside in. However, it is the higher energy of the two which the charge 

carrier will be in due to it having the lowest energy relative to the conduction band. 

The effect of strain on the valence band is that it splits, as can be seen in equations 2.37, 2.38 

and 2.39. The different valence sub-bands split at different rates, as well as this, the dispersion 

relationship is made anisotropic [36].  
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The effect of this strain on the conduction and valence bands can be seen in Figure 2.8, the 

biaxial component of strain changes the size of the bandgap, and the hydrostatic component 

causes the splitting of the valence band. This band splitting makes energy level engineering via 

quantum effects in the valence band possible. As well as changing the bandgap, this allows for 

other engineering techniques which can decrease the amount of non-radiative recombinations 

which occur. 

As mentioned in section 2.2.2.3, Auger recombination is dependent on the difference in energies 

of various energy bands due to the recombination method being caused by charge carriers 

moving between bands. Because strain can be used to move the position of the band, strain 

engineering can be used to reduce the amount of Auger recombination which occurs in a system. 

This is because the band-splitting makes it more difficult for charge carriers in the valence band 

to go from one sub-band to another (i.e. from HH to LH), this reduces the likelihood of the CHLH 

Auger recombination mechanism [37]. Furthermore, the increase in strain, increase the 

activation energy of the Auger process, which in turn increases the Auger lifetime, making the 

process occur less than radiative recombination. This has been documented well in quantum 

well systems [38]. 

  

 

 

Figure 2.8: effects on the valence and conductions bands for (a) unstrained, (b) tensile strain, (c) compressive 
strain. The conductions bands are blue, conduction; orange, heavy-hole; red, light-hole and yellow, spin-orbital. 

(a) (b) (c) 

E E E 

k k k 



28 
 

2.3.2.2 Critical layer thickness 

The strain caused by growing lattice-mismatched epilayers on-top of one another can have a 

negative effect on the crystalline structure of the system. To maintain the in-plan lattice 

constant, non-lattice matched epilayers are under a force which allows them to deform to 

maintain the in-plane lattice constant of the substrate, rather than its equilibrium lattice 

constant. If a sufficiently large non-lattice matched epilayer is grown on a substrate then 

dislocations can start to form. This is due to dislocation nucleation being the energetically 

favourable state for the crystal to form as opposed to a regular lattice crystal [39]. I.e. the force 

ǘƘŀǘ ǘƘŜ ƭŀǘǘƛŎŜ ƛǎ ŜȄŜǊǘƛƴƎ ƻƴ ƛǘǎŜƭŦ ƛǎ ǘƻƻ ƎǊŜŀǘΣ ŀƴŘ ƛǘ ŎŀǳǎŜǎ ŀ ΨǎƭƛǇΩ ƛƴ ǘƘŜ ǎǘǊǳŎǘǳǊŜ ǘƻ ǊŜƭƛŜǾŜ 

the force. Defects in a lattice structure are optically and electronically detrimental to a 

semiconductor. They increase the resistance for charge carriers and create trap states, which 

increases the rate of non-radiative recombinations, specifically SRH recombination, as discussed 

in section 2.2.2.2. 

Although strain in a system can cause lattice defects, occurring when a system of a certain strain 

exceeds a certain thickness, known as the critical layer thickness (hc). Before this, a lattice 

mismatched layer can be grown with no adverse effects on the crystalline structure. The critical 

layer thickness is the thickest a strained epilayer can be grown before lattice defects start 

occurring. One way to calculate this parameter is given in equation 2.43 as proposed by 

Matthews and Blakeslee. Where ὦ is the strength of the dislocation; Ὢ is the strain; ’ ƛǎ tƻƛǎƻƴΩǎ 

ratio, described in equation 2.44; ‌ is the angle between the dislocation lines and the Burges 

vector and ‗ is the angle between slip direction and the perpendicular line of intersection in the 

slip plane and the interface [39]. 
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The Matthews and Blakeslee model of critical thickness considers the mechanical properties of 

a dislocation and when this would cause defects to form. However, a model proposed by People 

and Bean considers the energy density in the material due to strain. Giving a relationship 

between the energy density and misfit dislocations, this model is shown in equation 2.45 [40]. 
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Both equations 2.43 and 2.45 make their assumptions based on the strain due to one strained 

epitaxial layer being grown on a substrate. When this is extended to how the strain acts upon 

multiple epitaxial layers, the critical thickness is given by equation 2.46. Where — is angle 

between dislocation line and the Burgers vector. The previous models assume that upon 

ǊŜŀŎƘƛƴƎ ǘƘŜ ŎǊƛǘƛŎŀƭ ƭŀȅŜǊ ǘƘƛŎƪƴŜǎǎΣ ǘƘŜ ǎǘǊŀƛƴ ŎŀǳǎŜǎ ŀ ǎǳŘŘŜƴ άŀǾŀƭŀƴŎƘŜέ ƻŦ ŘƛǎƭƻŎŀǘƛƻƴǎ ǘƻ 

occur. Whereas after the critical layer thickness is surpassed, there is a dislocation density which 

increases the larger the layer is than the critical layer thickness. Equation 2.47 describes the 

dislocation density, where Ὤ is the thickness of the layer, this is only applicable when Ὤ  Ὤ 

[41]. 
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2.4. Fourier-transform infrared spectroscopy 

Molecular spectroscopy uses the interaction of electro-magnetic radiation with chemical bonds 

in matter to deduce information about their structure and identify their bond types. Using the 

types of bonds present in a structure, the chemical composition of a sample can be deduced. 

Due to its ability to identify certain bonds between atoms in a molecule, molecular spectroscopy 

is extensively used across many fields, including foodstuff analysis, biomedicine and bio sample 

analysis [42]. Electromagnetic radiation interacts with different types of bonds differently. These 

can be: electron transitions, bond vibrations, molecular rotations, electron spins and nuclear 

spins. Corresponding with: UV/visible; infrared; microwave and radio waves [43]. The infrared 

part of this spectrum is concerned with observing the vibrational energy transitions, this is in 

the range of 4000 cm-1 - 625 cm-1 [44]. The way that these vibrations occur in the molecules can 

be seen in Figure 2.9. 

 

Figure 2.9: the movement of bonds that contribute to absorption of infrared light. 

The frequency corresponding to the rotational bond is like that of a mass on a spring, it can be 

approximated using the formula shown in equation 2.48. 

 

’
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2.48 

Here, m is the equivalent mass of the two atoms which are vibrating, this can be calculated using 

equation 2.49. k is the equivalent of the sprint constant, proportional to the strength of the 

bond, meaning that single bonds will have a lower frequency than double bonds and so on for 

higher order bonds[44]. 
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The factor which distinguishes the intensity of individual rotational bonds, is the population of 

their lower energy level in comparison to the one it is being excited to. The distribution of 

molecules in the energy levels is given by equation 2.50 [43]. 
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Here, n is the number of molecules in the upper (u) and lower (l) energy levels; g is the 

degeneracy of the energy levels, ɲ9 is the quantised energy of the transition, kb is Boltzmann 

constant, and T is the absolute temperature of the system. This shows how the intensity is 

dependent upon the degeneracy of the energy levels as well as the temperature of the system. 

Because of the discrete energies of the vibrational modes that are measured in FTIR 

spectroscopy, these modes absorb infrared light of a certain frequency. If the amount of light 

absorbed or reflected can be calculated. This will cause peaks/troughs in intensity corresponding 

to the energy of the bonds in the system, showing that those bonds between those elements 

exist [43].  

2.5.  Bandgap modelling 

For the band-edges and wavefunction modelling in this project, Nextnano was used, this is an 

electronic and optoelectronic nanodevice simulator [45]. The software allows the user to create 

a model semiconductor sample with the layer thicknesses and alloy types being programable. 

The software calculates the band-edges of the device using the Krijn model, explained in section 

2.3. This includes the alloy bandgap calculation which uses the Varshni model to see find 

bandedges at a specific temperature, as explained in section 2.1.2. The software allows all of the 

relevant material parameters to be changed, most of these values are obtained from the paper 

published by Vurgaftman et al [21], these can also be programmed to have whatever value the 

user defines. Using band-edges, the Nextnano software can then calculate what the charge 

carrier wavefunctions in various parts of the device would be as well as the band edges. This is 

extremely useful when modelling low dimensional devices ς such as quantum wells and 

superlattices in the case of this project. The energy levels in quantum wells as well as the 

wavefunction overlap of charge carriers can be calculated using this method. There are several 
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ways that this can be done: using a classical, single-band method; a k·p 6-band approximation; 

or a k·p 8-band approximation. 

Although the Schrödinger model can be used to find wavefunctions, a complete model of the 

potential energies for the electron and holes are required for this. The Schrödinger solution also 

requires a great deal of calculations. However, for an electron or hole in a structure, the majority 

of the carriers are within meV of the band-edge. Because of this, k·p-perturbation can be carried 

out allowing the rest of the dispersion relationship to be calculated [46], this is a much less 

intense calculation. In k·p perturbation, for however many bands are involved, a Bloch potential 

is used to describe the band edges. Then the formula in equation 2.51, where ὧȟ are constants 

of normalisation for the different wavefunctions in the equation, is implemented to give the 

energy levels (Ὁ Ὧᴆ). 
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For the single band application of the k·p model, a non-spinor charged particle is considered in 

the potential field and it is assumed that it does not interact with any other particles, this is the 

classical model. However, the k·p 8-band simulation assumes that there are four bands which 

are occupied by charged particles: conduction, heavy-hole, light-hole and spin orbital. Then, in 

accordance with the Pauli exclusion principle, there are two charged particles in each band with 

opposite spins. 

The basic principle of the Nextnano simulation ς as stated above ς is defining the band structure. 

To do this, a substrate that the structure will be grown on is selected then define the rest of the 

layers ς buffer region, active region, et cetera. When doing this it is possible to define the 

thickness of each layer, as well as the alloy contents of any alloys that contain more than two 

elements. Once this is done, the band approximation is chosen. As described above, it uses the 

calculated band-edges to find the wavefunction of charge carriers in each respective band, the 

data from the calculations can then be saved for further analysis. As well as the information that 

can be obtained from the Nextnano file produced, such as: energy of certain levels, 

wavefunction amplitudes and probabilities. It is also possible to calculate wavefunction overlap 

using the amplitude wavefunctions. 
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3. Experimental procedures  

This chapter will outline: sample growth, pre-fabrication characterisation of structure and 

emission; device fabrication techniques and post-fabrication characterisation. There will be an 

outline of all the equipment used, as well as the principles behind any measurements that were 

performed. 

3.1. Molecular beam epitaxy (MBE) 

Molecular beam epitaxy (MBE) is a method of growing semiconductors using monolayer 

deposition of materials from heated sources onto a substrate under ultra-high vacuum 

conditions [47]. III-V alloys can be created using fluxes of different group-III and group-V atoms, 

which form a lattice together on a substrate, different alloys can be created by controlling the 

fluxes. Thermal effusion K-cells are used to create group-III matrix fluxes: Indium (In), Gallium 

(Ga), Aluminium (Al). Also, for the dopants: Beryllium (Be) (p-type) and Gallium Telluride (GaTe) 

(n-type). Group-V matrix fluxes are created using cracker cells; these include Arsenic (As) and 

Antimony (Sb). The growth rate of the alloys is controlled by the flux of the group-III materials, 

and the composition is determined by ratio of all different atoms in the process. The rate at 

which thermal effusion K-cells create a gas matrix is controlled by temperature. This is controlled 

by a heater on both the base and tip of the cell, which are set 100 °C apart. Group-V materials 

are kept in cracker cells, which are kept at a constant temperature (bulk), the rate at which they 

create a matrix is controlled by the valve position. The group-V materials must keep a constant 

pressure on the sample whilst growing for lattice incorporation, else group-V evaporation will 

take place, decreasing the quality of the sample. 

3.1.1. General use 

Whilst growing, the environment must be kept at high vacuum, if this requirement is not met it 

can cause a decrease in the mean free path of the gas fluxes such that they may not reach the 

substrate. As well as this, residual gasses in the air such as Carbon-monoxide (CO), Carbon-

dioxide (CO2) and other carbon-based contaminants, can cause carbon to be incorporated into 

the epilayers during deposition, this would decrease the quality of the lattice. In air, at 

atmospheric pressure, incorporation of carbon into the lattice from these residual gasses is 

sufficient such that it does not allow the formation of a III-V lattice. If the pressure of the growth 

camber is reduced to 10-10 mbar, this incorporation rate is reduced to 10-4 ML/s, which is 

negligible in comparison to the rate at which the alloy lattice will be grown, which is around  

1 ML/s. Using the correct growth conditions, due to the mono-layer deposition nature of MBE, 
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it is possible to precisely grow heterojunction structures with abrupt interfaces and structures 

on the scale of nanometres ς or single monolayers. 

Using high vacuum conditions also has the benefit of allowing for reflection high-energy electron 

diffraction (RHEED) to be used. This is a method of characterising surface morphology of a 

crystalline structure growing on a surface [47], used to characterise if material is growing on a 

substrate, and the rate at which it is growingΦ ¢ƻ ŀŎƘƛŜǾŜ ǘƘƛǎΣ ŀƴ ŜƭŜŎǘǊƻƴ άƎǳƴέΣ ŦƛǊŜǎ ŜƭŜŎǘǊƻƴǎ 

with energies of around 10 keV at angle of around 5° to the surface of the substrate. These 

electrons then experience Bragg diffraction, caused by interference of the high energy electrons 

being reflected from epilayers within the structure, i.e. the surface and layers which penetrate 

the surface of the substrate. This causes them to interfere with one another, creating a 

diffraction pattern.  

This can then be seen using a photomultiplier usually attached to a camera which allows the 

pattern to be viewed. For GaSb, when electrons are diffracted from a heated surface with no 

material growing, a dotted pattern (1×3) can be seen. A (2×5) pattern can also be observed, but 

this occurs when the conditions for growth are not ideal [48]. Other materials show different 

surface recombinations, but they will not be discussed as it is outside the scope of this thesis. 

When group-III materials are incorporated, starting material growth, the dotted pattern turns 

into a streaky pattern. The dotted pattern is indicative of a three-dimensional morphology of 

the surface, which occurs when growth is not occurring. The streaky pattern occurs when there 

 

Figure 3.1. A simplified diagram showing the basic operating principles of the VEECO GENxplor MBE system used in 
this work. Solid black lines show the direction of motion of the corresponding parts. 
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is two-dimensional morphology of the surface, generally indicative that material is growing two 

dimensionally, as would be expected with high quality epitaxial growth. Practically, the streaky 

pattern is used to indicate that material growth is successfully occurring. 

RHEED is also used to calibrate the growth rate of certain alloys. This is done before the growth 

of samples to ensure that the alloys are growing at the correct rate. It is done by observing 

ƻǎŎƛƭƭŀǘƛƻƴǎ ƛƴ ǘƘŜ ƛƴǘŜƴǎƛǘȅ ƻŦ ǘƘŜ wI995Ωǎ άǎǘǊŜŀƪȅέ ǇŀǘǘŜǊƴΦ From one intensity maxima to 

another indicates the growth of one monolayer of material. This is because the morphology 

changes from a 2D plane, to a 3D morphology, back to 2D when a new layer has been formed. 

Which can be used to find the average growth rate using a set substrate temperature and group-

III cell tip temperature. This is done by taking the number of maxima and minima observed 

during a certain time period to find the rate. For example, if ten maxima are observed in ten 

seconds, then the growth rate of that material is 1 ML s-1. 

The MBE reactor used at Lancaster is a VEECO GENxplor, a simplified diagram showing the 

different parts of the machine used in the growths can be seen in Figure 3.1. There are three 

chambers in this MBE machine: load-lock, buffer chamber and the growth chamber. The load 

lock is the smallest of the chambers, and it is where the substrate is loaded from and the grown 

sample unloaded from. It is only connected directly to the buffer chamber and can have its 

pressure isolated by a gate between the two chambers. The purpose of this chamber is to be 

able to go from atmospheric pressure to around 10-7 bar relatively quickly so that the samples 

can be taken out without having atmospheric pressure outside of the growth camber. This is for 

loading and unloading of samples before and after growth, the chamber can be bought from 

atmospheric pressure to 10-7 bar using a turbo pump system. The buffer chamber is connected 

to both the load-lock and the growth chamber via two different gates, ensuring the load lock is 

not directly connected to the growth chamber. This is where substrates are stored before being 

placed into the growth chamber or being outgassed, it is kept at around 10-8 bar. The outgas 

chamber is connected to the buffer chamber but not through a gate, this is the chamber in which 

ǎǳōǎǘǊŀǘŜǎ ǿƛƭƭ ōŜ άƻǳǘƎŀǎǎŜŘέΦ hǳǘƎŀǎǎƛƴƎ ƛǎ ŀ ǇǊƻŎŜǎǎ ōȅ ǿƘƛŎƘ ǘƘŜ ǎǳbstrate is heated to 

remove any surface contaminants from the substrate before it is loaded into the growth 

chamber. The growth chamber is the chamber kept at the highest vacuum and is where the 

growth process occurs. It is connected to the buffer chamber so that substrates can be loaded 

in; it can be isolated from all of the other cambers by closing the gate between it and the buffer 

chamber. Two different pumps are used to keep the buffer chamber and the growth chamber, 

these are: ion sputter/pump and a cryopump. 
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The process of loading a substrate into the growth chamber is as such: 

¶ Using the liquid nitrogen controller, set the temperature of the growth chamber to 

ς140 °C. 

¶ Move the cassette holder from the buffer chamber into the load-lock, close the gate, 

then bring the load-lock to atmospheric pressure, so that it can be unloaded. 

¶ Load the substrate into a sample holder, this project grew on a quarter of a 2-inch GaSb 

wafer for each growth. 

¶ Put the sample, in the holder, into the load lock and pump the chamber. 

¶ Once the load-lock is at a pressure of 5.7 × 10-7 mbar, open the gate between the load-

lock and the buffer chamber, move the cassette with the sample into the buffer 

chamber, close the gate between the load-lock and the buffer chamber. 

¶ Using the transfer arm, move the sample from the buffer chamber into the outgas 

chamber, then, move it up in the sample holder of the outgas chamber and set the 

relevant outgas recipe to run. 

¶ Once the outgas recipe is complete, move the sample back into the buffer chamber. 

¶ Ensuring that the difference in pressure between the growth chamber and the buffer 

chamber is around one order of magnitude, open the gate between growth chamber 

and the buffer chamber. 

¶ Using the transfer arm, move the sample from the buffer chamber into the growth 

chamber, put it on the sample holder, remove the transfer arm from the growth 

chamber and close the gate. 

¶ Start the sample spinning counterclockwise. 

¶ Start the growth recipe. 

¶ Once the recipe is complete, open the gate between the growth chamber and buffer 

chamber, move the sample into the transfer cassette, then close the gate. 

¶ Ensuring the pressure difference is correct between the buffer chamber and load-lock, 

open the gate between the buffer chamber and the load-lock and move the sample in 

the cassette into the load-lock, close the gate from the buffer chamber to the load-lock.  

¶ Bring the load-lock to atmospheric pressure and unload the sample. 
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3.1.2. Set point calibration 

During many of the growth which will be discussed in this thesis, ternary and quaternary alloys 

will be grown on GaSb substrates. The optimal structure for some of these samples occurs when 

the alloys are grown lattice matched to the substrate ς for example, AlxGa1-xAs1-ySby. When 

calculating the cell temperatures to grow a specific ternary alloy containing two group-III 

elements and one group-V, for example InxGa1-xSb, an extrapolation of the ternary elements is 

done based on the constituent binary growth rates. However, when finding cell temperatures 

for a ternary or higher order alloy which has more than one group-V element, for example InAs1-

xSbx or AlxGa1-xAs1-ySby, a calibration growth is required. This is due to the volatility of group-V 

elements from the cracker cells, often using the same bulk temperature and valve position does 

not yield the same group-V integration into the alloy. This is also due to the integration of  

group-V elements into the alloy being more dependent on the substrate temperature in 

comparison to group-IIIs. Because of this, it is not possible to directly calculate the alloy content 

that will be obtained from a mixture of group-V fluxes based solely on bulk temperature and 

valve position. Each time a growth is done with a particular ternary or quaternary (both with 

two group-Vs), a calibration must be done with set bulk temperatures to find out group-V 

incorporation based on valve position. To do this calibration, if there are two or more group-III 

elements in the alloy, their cell temperatures are calculated based on their growth rates, which 

will remain fixed. To find the group-V valve position for the element with lower concentration 

in the alloy, a constant bulk temperature is chosen, normally a lower temperature as it is the 

element with a lower content in the alloy which will have the cell valve position changed. Three 

valve positions of the group-V will be chosen, which will create three epitaxial layers with fixed 

group-III incorporation and slightly varied group-V, each of which will be grown around 300 nm 

thick so that they are visible on a XRD scan, but not so thick that they exceed the critical 

thickness, causing relaxations in the lattice. Because the three different alloys will have different 

lattice constants, on the XRD scan, there will be three peaks corresponding with each layer, XRD 

modelling software can be used to find the alloy content corresponding with each peak. The 

amount that the valve position is varied will be relatively small, the difference in alloy content is 

also relatively small, normally within 10 %. Because of this, if a plot of group-V content as a 

function of valve position is made, it gives an approximately linear relationship. This plot can 

then be used to find the valve position which will give the desired group-V flux for the desired 

incorporation in the alloy using the linear interpolation of the data. This can be used to find the 

valve position which coincides with the alloy being lattice matched to the substrate, or to find a 

specific alloy based on bandgap engineering or strain balancing. 
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3.2. X-ray diffraction (XRD) 

X-ray diffraction is a method of characterising the thickness of epilayers and their alloy content. 

Because the thickness of layers for different materials can be determined, this method can show 

the alloy content the growth conditions give. This is critical when trying to obtain a certain 

thicknesses and alloy contents in heterojunction structures. It can be used to identify the grown 

structure, allowing relevant changes to the growth to be made to create the desired structure. 

Because the layer separation of atoms in III-V lattice is of the same order of magnitude as the 

wavelength of an x-ray, the principle of Bragg reflection can be applied. This means at certain 

angles, some of the reflected rays from different epilayers in the structure will interfere 

constructively, so the magnitude of the x-ray intensity will increase. The condition for 

constructive interference is given in equation 3.1 [49]. 

 ƴ˂ Ґ нŘǎƛƴ ̒ 3.1 

In equation 3.1Σ ƴ ƛǎ ŀƴ ƛƴǘŜƎŜǊΣ ˂ ƛǎ ǘƘŜ ǿŀǾŜƭŜƴƎǘƘ ƻŦ ǘƘŜ ƛƴŎƛŘŜƴǘ Ȅ-rays, d is the vertical 

separation of epilayers (the out of plane lattice constant) ŀƴŘ ʻ ƛǎ ǘƘŜ ŀƴƎƭŜ ƻŦ ƛƴŎƛŘŜƴŎŜ ƻŦ ǘƘŜ 

ray ς also equal to the angle of reflection. When the reflection of light on the surface of the 

sample is such as shown in Figure 3.2, and the conditions of equation 3.1 are met, constructive 

interference will occur. 

¢ƻ ǇǊŀŎǘƛŎŀƭƭȅ ƻōǘŀƛƴ ŀƴ ·w5 ǎŎŀƴΣ ŀƴ ˖-нʻ ǎŎŀƴ ƛǎ ŎƻƴŘǳŎǘŜŘΦ ¢ƻ Řƻ ǘƘƛǎΣ ǘƘŜ ŜȄǇŜǊƛƳŜƴǘ ŀǎ 

shown in Figure 3.3 is set-up. The main components required are:  an x-ray source, beam 

collimator, goniometer/sample holder, slit and detector. The x-ray source is an evacuated tube, 

in which electrons produced by thermionic emission from a tungsten cathode collide with a 

metal target. This causes photons in the x-ray region to be emitted. A collimator is used to ensure 

that the beam is parallel when it hits the target, if the beam were diffuse upon hitting the target, 

the reflected x-rays would scatter and be more difficult to detect. The goniometer is used to set 

the angle between the source and the detector so that the angles can be changed throughout 

the experiment. This is also used to hold the sample in place via vacuum. The slit in-between the 

detector and the sample, which should be the same distance away from the sample as the x-ray 

source is, is used in order to improve the resolution of the scan [50]. 
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Figure 3.2: how light is reflected from individual monolayers when it is incident on a regularly spaced lattice. The 

orange arrows indicate incoming light, the blue dots are the atoms in the lattice. 

¢Ƙƛǎ ŀƭƭƻǿǎ ƛƴǘŜƴǎƛǘȅ ǘƻ ōŜ ǇƭƻǘǘŜŘ ŀǎ ŀ ŦǳƴŎǘƛƻƴ ƻŦ ˖Σ ǿƘƛŎƘ Ŏŀƴ ǘƘŜƴ ōŜ ƳƻŘŜƭƭŜŘ ǘƻ ŘŜǘŜǊƳƛƴŜ 

ƭŀȅŜǊ ǘƘƛŎƪƴŜǎǎ ŀƴŘ ŀƭƭƻȅ ŎƻƴǘŜƴǘΦ ¢ƻ Řƻ ǘƘƛǎΣ ǘƘŜ ǾŀƭǳŜ ƻŦ ˖ ŀƴŘ нʻ Ƴǳǎǘ ōŜ ŦƻǳƴŘ ŦƻǊ ǘƘŜ 

substrate peak ς the peak with highest intensity as the substrate is the thickest layer by several 

orders of magnitudeΦ hƴŎŜ ǘƘŜ ǾŀƭǳŜǎ ƻŦ ˖ ŀƴŘ нʻ ƘŀǾŜ ōŜŜƴ ŦƻǳƴŘ ŦƻǊ ǘƘŜ ƎƛǾŜƴ ǎŀƳǇƭŜΣ ŀ ǎŎŀƴ 

ƻŦ ˖-нʻ ƛǎ ǘŀƪŜƴΣ ǘƘƛǎ ƛǎ ŘƻƴŜ ŦǊƻƳ ˖SUB ± 2°, this can be altered based on where the satellite 

peaks lie. An angle of 2° either side of the substrate peak is sufficient to gather enough data for 

the XRD modelling software to accurately model the alloy contents of the epitaxial layers. This 

is further due to the range of peaks which are measured, most of which have their principle peak 

within two degrees of the GaSb substrate peak. If all of the satellite peaks are not included in 

the scan, the model of the XRD scan will be less accurate, leading to an incorrect assumption of 

what the grown material is. 

 

Figure 3.3: basic diagram of the path of the x-ray from the source to detector as well as the other parts that allow 

an ̟ -2  ̒scan to be conducted. 

3.3. Photoluminescence (PL) 

Photoluminescence is an important part in the growth procedure for calibrating the active 

region of a device. It is also key in showing many physical properties of emissions, which can 

give further information in the quality and structure of a growth. In this project, a PL setup was 

used that allowed emission spectra readings to be taken from 4 ς 300 K, the experimental setup 

used to do this can be seen in Figure 3.4. In this setup, a CW red laser was used to excite 

emission; controlled by software on a PC so that its output power could be set from 50 ς 

X-ray source 

Collimator 

Slit 

Detector 

Goniometer 
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140 mW. There are two planar mirrors which are used to aim the laser beam to hit the sample 

at an angle as it is contained in a cryostat. The path from the laser to the first mirror in 

uninterrupted. The path from the first mirror to the second mirror has a chopper placed in the 

way to vary the modulation of the laser beam in order for the signal to be picked up by the lock-

in amplifier. The path from the second mirror to the sample in the cryostat is uninterrupted and 

the second mirror is used to position the beam on the sample. The path between the cryostat 

and the monochromator is the path in which the sample will emit light once it has been excited 

by the laser. There are two planoconvex lenses that the emission will pass through. The first of 

these is used to collimate the light, to reduce radial loss between the sample and the 

monochromator. Then the second lens refocus the light into the front opening of the 

monochromator. There is a red-light filter between the cryostat and monochromator to stop 

red light from the laser entering the monochromator, this would be detrimental in aligning the 

lenses such that they maximise the signal from the PL entering the monochromator as the laser 

power is on the order of 100mW, whereas the PL signal of the device is several orders of 

magnitude weaker. This means that the PL signal would be insignificant compared to that of the 

laser, such that moving the position of the sample would have no noticeable effect on the 

reading of the lock-in amplifier. Whereas if the sample is moved and the laser light blocked, the 

difference is noticeable and can be maximised by moving the sample in the plane perpendicular 

to the direction of the PL signal. 

 

 

PC with analysis 

software 

Lock-in amplifier 

Pre-amplifier 

Monochromator 

InSb detector 

Temperature controller 

Cryostat 

Red laser Chopper 

Mirrors 

Figure 3.4: The experimental setup to measure PL spectra of samples, for room temperature and low temperature. 

Red light filter 
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Because PL shows the intensity of a specific wavelength relative to the other wavelengths in the 

spectrum, before going to the detector, a monochromator is used to split the emission spectrum 

into its constituent wavelengths. It does this via a system of two planar mirrors, two concave 

mirrors and a diffraction grating. Light enters through a slit on one side of the monochromator 

(the opening), it is reflected into the system using a planar mirror, then collimated using a 

concave mirror. Once collimated, the light will be reflected off a diffraction grating; this causes 

the polychromatic light to have its constituent wavelengths diffracted at different angles. The 

angle of diffraction is based on the wavelength of incoming light, as well as the distance between 

slits in the grating [51], the distance between slits in the grating is kept constant. The light will 

then be uncollimated by another concave mirror and reflected into the InSb detector by a planar 

mirror. The angle of the diffraction grating can be used to select the wavelength of light entering 

the detector by changing the angle, as light of different wavelengths will be reflected at different 

angles. Once the signal from the monochromator has been detected, it goes through a pre-

amplifier, then to a lock-in amplifier, the lock-in amplifier sends the intensity of the signal to 

software on a PC. A spectrum can be plotted by plotting software based on the signal from the 

lock-in amplifier at various wavelengths. 

To perform temperature dependant measurements from 4 ς 300 K, a continuous flow liquid 

helium cryostat was used. This works by loading the sample into a vacuum chamber with a 

pressure of ~ 10-2 mbar. Liquid helium can then be pumped around this chamber, thus reducing 

the temperature. The flow of liquid helium is controlled by a gas flow pump, once the helium 

has been pumped around the chamber, it is pumped out, being replaced and is sent to a helium 

recovery system. This takes the chamber from 300 K to 4 K in ~ 30 minutes. Once its temperature 

has reached an equilibrium point, it can be controlled using a heater and a reduction in the flow 

of liquid helium to be bought back up to room temperature. 

3.4. Device fabrication 

In order to create a device out of a piece of a sample, several steps are required which allow 

relevant contacts and performance enhancing features to be added so that a current can be put 

through it and light extracted. The processes which were used to do this in this project will be 

discussed in the following section. All of which was carried out in a cleanroom laboratory in the 

Quantum Technology Centre (QTC) in Lancaster University physics department. 
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3.4.1. Photolithography 

Photolithography is the process by which a mask can be put onto a sample, so that a contact can 

be evaporated onto some parts, but not others; also, so that it can under-go wet-etching, so the 

etchant will only affect certain parts of the sample. To do this, a photopositive resist is put on 

the sample that once exposed to UV light and developed, the parts exposed to UV light will 

dissolve and the rest of the resist will form a non-photosensitive covering of the sample. To 

obtain a uniform layer of resist on the sample, once the liquid resist has been put on top of the 

sample via pipette, it is spun in SUSS LabSpin6 spinner at a speed of the order of magnitude ~103 

min-1, it is then baked on a hotplate to set the resist ς the exact speed, resist type and baking 

information used can be found in Table 3.1.  

Table 3.1: The resists used in device fabrication during this work, as well as the speed and bake time which they 

require and which process each of them are used in. 

Once the resists have been applied and baked for the correct time, photolithography can be 

done. To do this, a SUSS MJB4 Laboratory Mask Aligner is used. This allows the user to place 

chrome masks in front of the sample, and align it as required, so that some parts are exposed 

to the UV light, and others are not. 

Resist 

name 

Spin time 

/s 

Spin speed  

/min -1 

Bake time 

/min  

Bake temperature 

/ °C 

Used for 

LOR3A 30 3000 5 180 Thermal 

evaporation, 

wet-etching 

S1813 30 6000 2 115 Wet-etching 
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 The mask aligner has a built in UV lamp which will expose the sample for a given amount of 

time, for resists in this work, the exposure time was 2.5 seconds. There are three different masks 

used in this work, these are: top contact, MESA and grid contact, these masks can be seen in 

Figure 3.5 (a), (b) and (c) respectively. 

To ensure proper contact alignment and accurate etching around the contact, the masks must 

be aligned to one another, if they are not, this could cause parts of the circuit to short as the 

current would not pass through the active region. To do this, there are alignment marks on each 

of the masks, which have a piece of gold evaporated onto them during the evaporation process, 

these can be seen highlighted in blue boxes in Figure 3.5. Once these are lined up with one 

another, all of the proper alignment has been completed, and the masks will be where they 

should be after lithography. Once the UV exposure has been completed, the sample must be 

developed to make the mask non-photosensitive. This is done by placing the exposed sample in 

Micropositϰ MF-CD-26 developer for 80 seconds, rinsing it in de-ionised (DI) water and drying 

it using compressed N2 gas. 

  

(a)  (b) 

                                 (c) 

Figure 3.5: chrome masks used for (a) top-contact, (b) etching mesa, (c) grid contact, using photopositive resists. 

Parts highlighted with blue squares are the alignment markers. 
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3.4.2. Thermal evaporation 

Thermal evaporation is a process by which metal contacts are put onto a sample, this is 

completed under high vacuum, around 10-6 mbar, to ensure that pollutants do not get onto the 

surface of the sample or into the contact material as this can decrease the quality of the contact. 

This is done by super-heating specific metals via running a high current through them until they 

turn gaseous and evaporate onto the surface of the sample. They are then deposit onto the 

sample, creating a layer of metal, this process can be used to create contacts with thicknesses 

of 10s, up to 100s of nanometres. For this project, Titanium/Gold (Ti/Au) contacts were used, 

usually aiming for 20 nm of Ti and 200 nm of Au. 

Material Sublimation current /A Deposition rate /Å s-1 

Ti 58 0.3 

Au 28 3.0 

Table 3.2: the current which must be put through respective crucibles to cause thermal evaporation to occur, as well 

as the approximate deposition rate that this causes. 

To do this, a Moorfield Thin Film Deposition Thermal Evaporator was used. This is made up of: a 

vacuum chamber, a sample holder and four crucibles which hold the metals which will be 

deposited ς for this project, only two were used. Once the samples are in the sample holder and 

it is in the vacuum chamber, facing the metal crucibles, the camber can then be pumped down 

to an adequate pressure, < 10-6 mbar. The crucibles heat up the metal by driving a current 

through them, which is controlled externally by a current controller, the approximate current 

and subsequent evaporation rates for Ti and Au are shown in Table 3.2. At the appropriate 

current, sublimation will occur ς the material going from solid to gas ς and then the gaseous 

metal will deposit on the surface of the sample once it comes into contact. The shutter can stop 

the process by closing between the crucible and the sample, this is also used to stop deposition 

on the sample from metal that sublimates before the sublimation temperature. Figure 3.6 shows 

the layout of the thermal evaporator as well as the constituent parts which control the 

evaporation. 
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Figure 3.6: the layout of the thermal evaporator and all the constituent parts. 

Thermal evaporation is used to evaporate on: top contact, grid contact and back contact. As 

discussed in section 3.4 the top contact and grid contact ς which would both be on the same 

side of the sample have a mask on them. After the evaporation the sample will be soaked in 

acetone which causes the parts with resist on to come off taking the evaporated metal on top 

of it with it, leaving a contact only on the parts of the sample which did not have resist on them. 

The back contact ς applied when the substrate and all buffer layers are correctly doped does 

not require a mask as it just needs to cover all of the back/substrate side of the sample. 

3.4.3. Wet-etching 

Wet-etching is the process of creating a mesa structure on a device, these structures increase 

the likelihood that light will escape from the device, this is due to the side wall reflection from 

the semiconductor-air interface and light directionality due to total internal reflection affects. It 

has a further effect of decreasing current crowding in the device and the increase in surface area 

allows for greater cooling, decreasing the negative impact of Joule heating [52]. Moreover, 

allowing a grid contact to be put on the device in section that is relevantly doped, required if 

current cannot be passed through the substrate, for example if it is undoped or will contain a lot 

of defects. This is done by having a mask of S1813 resist over the top of the contact structures 

which will be the top of the mesa and then putting the structure into an acid/peroxide solution. 

This will cause the part of the device not covered by resist to be etched away by the acid, creating 

different levels. Different acids etch through different materials at different rates, so sometimes 

multiple etchants are required to etch all the way through to the required level of specific 

devices which are made of two or more materials which cannot be etched by the same etchant. 

The information for the etchant used for each different device from this project can be seen in 

Table 3.3. 

Current controller 

Crucibles
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Device Etchant Ratio Approximate etch rate/ 

nm min-1 

InGaAsSb/AlGaAsSb 

type-I LED 

H3PO4:C6H8O7:H2O2:H2O 2:10:10:20 75 

InAs/InAsSb type-II 

LED 

H3PO4:C6H8O7:H2O2:H2O 2:10:10:20 80 

InGaAsSb/GaSb  

type-I LED 

H3PO4:C6H8O7:H2O2:H2O 2:10:10:20 25 

Table 3.3: the etchants used on different layers of different devices, as well as their ratios and approximate etch 

rates. 

The mesa structure of a LED generally has a height of around 1000 nm, to measure the height 

of the mesa after a certain amount of time in the etchant, a Bruker Dektak XT Profiler is used. 

This allows one to measure the depth from the top of the structure ς including the mask on top 

ς to the base where the etch has stopped. This can be used to initially take an etch rate to give 

an estimate of how long the total etch will take, although the same etchant goes through 

different layers at different speeds so the etch should be checked in more regular intervals. The 

etch will stop once the desired height for the mesa has been reached, considering the resist on 

top, which is usually around 1500 nm thick. Once the etch has reached the desired depth, the 

resist can be removed by leaving it in acetone for several hours, then rinsing it with MF-CD-26 

developer, IPA and then DI water. This leaves the desired mesa structure, with the contacting 

layer on-to with the respective electrode and a mesa structure extending down into the buffer 

region, encompassing the active region of the device. 

3.4.4. Scribing 

Scribing allows a processed sample which is approximately a third of a quarter 2-inch wafer 

which will contain between twenty and fifty mesa structures on it to be cut out into individual 

pieces which can be mounted and bonded to create a useable device.  

To do this, a SUSS RA 120M Scriber is used. This device is used to create a continuous scribe, 

whereby the sample is held in place, and using a diamond pointed scribing tool, a straight, 

continuous line will be scribed into the sample, around 150 nm deep. This can be set to be done 

repeatedly with the tool moving a set distance across the sample each time, meaning that the 

scribe lines are between the repeating top contact pattern which allows individual devices to be 
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separated. This can be done in both the x and y axis by moving the sample holder by 90° and 

repeating the scribe. If pressure is applied to the sample on two points on opposite sides of a 

scribe, a full break will occur along the scribe edge. A clean break will occur if the scribe lines 

line-up with the direction of the crystal, this means that initially, the device contacts should be 

lined up so that they are in line with the direction of the crystal. 

3.4.5. Wire-bonding 

Wire bonding is how the contacts which have been put on the device are connected to the 

contacts on the mount, so that the device can be plugged into a power supply. Once the sample 

has been scribed into individual device pieces. The type of TO header used will depend upon if 

the device needs to be top-top or top-bottom contacted; in a top-top contact the top contact 

and grid contact are bonded to separate legs. In a top-bottom contact, the top contact goes to 

a leg which is electrically insulated from the rest of the TO header. The device is glued to the 

face of the TO header using an electrically conducting two-part silver epoxy, the face of the TO 

header is connected to one of the legs, allowing it to act as an electrode, allowing current to be 

pumped through the substrate via the base of the header. Once the device is on the header with 

the bonding agent, it is cured for around 12 hours on a hotplate at 80°C. This bonds the bottom 

contact to the header, allowing current to be put in from the base, through the substrate, for a 

top-bottom contact. The top contacts have to be connected to the TO header legs via a gold 

wire. To do this, a tpt HB05 wire bonder is used. The gold wire is super-heated at one end so 

that a ball forms, this allows the user to more effectively bond to one of the gold contacts. The 

bond is most effective when the first bond is from the top contact of the device, there is a pre-

set force and contact time programmed into the wire-bonder which will occur when it touches 

one of the places it is bonding wire to. A set amount of wire will then be fed through by the 

machine, and the wire will be bonded to the second contact point, the machine will apply a 

certain force to this, which will cause the gold to bond onto this second contact point.  
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3.4.6. Summary 

There are several processes which have to be carried out in order to turn a doped wafer into a 

light-emitting diode. The processes up to cleaving are shown in Figure 3.7, mounting and wire 

bonding are then used in order to finalise the device so that it can be tested. 

 

 

Figure 3.7: a flow chart of the fabrication processes from wafer to pre-bonded device. These are: (a) an unprocessed 
sample; (b) a sample with LOR-3A and S1813 resist layered on top (c) a mask placed on-top of the resist, with UV 
light incoming to pattern the resist; (d) remaining resist which has been developed, leaving resist in some places 
whereas it is washed away in others; (e) Ti/Au evaporated on to the surface of the sample, some coating the 
sample, and some coating the resist which is on top of it; (f) sample once resist with metal on top has been removed, 
leaving only the metal contacts where they are desired; (g) mesa structures being etched, leaving a mesa with 
contacts on top; (i) bottom contact evaporated onto the rear of the substrate (j) sample cleaved; (k) sample broken 
along cleaved lines, leaving individual mesa device structures which can then be mounted. 

 

(a) (b) 

(c) (d) 

(e) (f) 

(g) (i) 

(j) (k) 
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3.5. Electrical characterisation 

Electrical characterisation is important for devices as it shows how they perform as an electrical 

component. If a device has too high a resistance it will not work as efficiently at converting 

electrons into photons. It can also be used to find the power supplied to a device at a certain 

bias. Electrical characterisation can be done as soon as the adequate contacts have been put 

onto a device ς via probing, and after the device has been fully fabricated ς by regular I-V 

characterisation with a mount. 

3.5.1. Current-voltage (I-V) characteristics 

When measuring the I-V characteristics of a device, or part of a device, a potential difference is 

applied across the two contacts, the absolute value of the corresponding current is then saved 

and the potential difference is changed. In this project, this was done by connecting the device 

to a Keithly source meter, which is in turn, connected to a computer which uses LabView 

software to change the potential difference and record voltage and absolute current at each 

corresponding value. The generic setup used to take I-V measurements can be seen in Figure 

3.8, the device is connected to the Keithly source meter via a coaxial cable. There are two 

different ways in which I-V characteristics are measured, one after all contacts are applied, but 

before scribing and wire bonding takes place (probing), then I-V measurements are taken of the 

fully bonded device Figure 3.8 (b). 

3.5.1.1 Probing 

Probing is measuring the current-voltage characteristics of a sample in different locations of the 

sample before the sample is cleaved, mounted and bonded. This is used to see if the devices 

work as they should, i.e. give diode like characteristics. Because the sample is not bonded when 

probing is done, the current is passed through the sample by connecting probes, which are in 

turn connected to a power source meter, to the contacts. If it the sample is top-top contacted, 

then one of the probes will be connected to the grid contact, and the other to the top contact; 

if the sample is top-bottom contacted, the sample will be placed on a glass slide with a thin gold 

film coating, one probe is then connected to the top contact, and the other is placed on the gold 

coated slide, allowing current to be passed through the bottom contact. The contacting for 

probes can be seen in Figure 3.8 (a). 
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Probing can also show how the current moves around the mesa structure and active region. The 

top-contact mask has three different diameter contacts: 800 m˃, 400 ˃ m and 200 ˃ m, all of 

which have mesa structures. Because probes can be moved around and are not bonded to the 

contacts, it can be used to take the I-V characteristics of each of the different sizes of mesa. If 

this is done for a sufficient number of mesas around the sample, they can be plotted, each mesa 

size should approximately group with the others of the same diameter. The I-V curves can then 

be normalised with either mesa perimeter or area; if the I-V curves all group together when 

normalised for area, it shows that the current flows through the area of the mesa. However, if 

the grouping occurs when normalising for perimeter, it shows that current is largely flowing 

around the surface of the mesa rather than through it, which can be a sign of high surface 

current which is undesirable for recombination in the active region. 

3.5.1.2 Mounted and bonded device 

One a device has been mounted, the setup for taking the I-V curve can be seen in Figure 3.8 (b), 

this then goes, via a coaxial cable, to be analysed as explained in section 3.5.1. This has to be 

done again as bonding should create a better contact than probing so the current should be 

higher for the same potential difference. This shows if the bonding has been successful and also 

allows the resistance at different forward biases to be calculated. If the resistance is significantly 

higher for a bonded device in comparison to the probed devices, it can imply that something has 

gone wrong with the bonding process and can indicate poor contact quality. 

(a) (b) 

 

 

 

 

 

 

Figure 3.8: the setup for taking I-V characteristics for (a) probing and (b) for a mounted and bonded device. 
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3.5.2. Total effective resistance 

The total effective resistance of an I-V curve can be calculated by taking the inverse of the 

differential of the I-V curve, showing the resistance of the device at each potential difference 

measurements were taken at. This was done by importing the data saved by the LabView 

software and exporting it into a Python 3 script. Using the NumPy Python library differentiation 

function [53], it is possible to find the gradient of the graph at each corresponding point, and 

using simple, inbuilt mathematical functions, taking the inverse of these points. This made it 

possible to find the series resistance at each potential difference and see how it changes, for 

this purpose, the resistance is only considered under forward bias, as that is what the devices 

will be operating under. 

3.6. Electroluminescence 

Electroluminescence (EL) is the emission spectrum which comes from the electrical pumping of 

a device. To measure the EL spectra of a device, it must be fully fabricated as explained in section 

3.4, this is so that it can be electrically pumped from an external source. In this project, the 

driving current was provided by an alternating current (AC) power source, this had the option to 

operate in pulses with a duty cycle of which could be varied from 0 ς 100%, this would be 

selected based on the device that was being tested and how much it would heat up whilst having 

current put through. Devices were tested at ~10 ς 20% duty cycle to avoid the effects of Joule 

heating, allowing for higher driving currents to be tested without heating occurring. The 

frequency of the AC was set to 1kHz, this is a standard AC frequency and allowed the signal to 

be picked up by the lock-in amplifier. 

EL was tested from 4 ς 300 K during this project, to do this, the device is mounted inside a 

cryostat, in a holder which once inside the cryostat is aligned so that it emits straight, relative to 

the translucent window of the cryostat. When the device is being driven, it emits radially, which 

means that if the rays are left uninterrupted most of the light will not reach the detector. To 

compensate for this, a system of two planoconvex lenses is used, one lens is placed as close to 

the window of the cryostat as possible, with the convex face of the lens facing the incoming 

light, the purpose of this lens is to take radial light, and collimate it, so that the beams are as 

close to parallel as they can be. The second lens is used to un-collimate the light so that it can 

be focused into the slit; this is done by having the planar face of the lens face the incident light. 

This lens set up can be seen in 

Figure 3.9, there are seven degrees of freedom between the two lenses, these are used to align 

the device so that the maximum amount of light possible enters the detector. A monochromator 
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is used to separate the EL emission into its constituent wavelengths, this is the same technique 

used in the PL in this project and the experimental setup of this described in section 3.3. 

 

 

 

Figure 3.9: The setup used to electrically pump a device and then measure the emission spectra, this can be used 

for room temperature, and low temperature measurements. 

To obtain spectra at different temperatures, the device chamber in the cryostat is pumped down 

to 10-2 mbar. The cryostat used for taking EL measurements is a cryo-free cryostat, meaning that 

no exchange gasses are needed to reduce the temperature to 4 K. Instead, a mechanical cooler 

is used operating using a Gifford-McMahon coolers. Using an internal heater controlled by a 

controller in the cryostat, it is possible to control the temperature in the cryostat from 4 ς 300 

K. This is used to take EL measurements in this temperature range, used to see how the emission 

spectrum changes as a function of temperature for bandgap analysis. This is in comparison to a 

liquid helium cooled cryostat, which uses cryogenics to reduce the temperature down to 4 K. 

The main features that are found at any given temperature are: peak wavelength/emission 

energy, integrated emission and the amplitude of the emission spectrum. The line-width (or full-

width half-maximum (FWHM)) of a spectrum is found by finding the difference of the 

corresponding wavelengths at half of the amplitude of the emission spectrum.  

3.7. Power measurements 

Power measurements are required to see both the output power of the device, which allows its 

brightness to be compared to other devices, but also so that the external efficiency of the device 

can be calculated.  
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To measure the output power of a device, the equipment is set up as shown in Figure 3.10. In 

this, the device is driven by an alternating current, power source meter at 1 kHz with a duty cycle 

of ~20%, to prevent Joule heating. Heating effects can decrease the output power of the device, 

thus, increasing the contribution of noise, making the power reading less accurate. To detect 

the output power of a given device, a Thorlabs S180C Mercury Cadmium Telluride 

(HgCdTe/MCT) photodiode is connected to a Thorlabs PM100D power meter console; the peak 

wavelength of the device can be programmed into the power meter so that the power 

calibration can be competed. 

Once the device has been turned on, it should be placed in close proximity to the detector so 

that as much of the produced light as possible enters. At first, the output power of the device 

will not be consistent, a real time measurement is given on the power meter and before taking 

an average, the power should be oscillating a small amount around an equilibrium point. After 

this, an average power reading over a thirty second period should be taken, the power meter 

will give an average reading, as well as an uncertainty, this is recorded manually. Power readings 

are from taken from a driving current of 40 mA, which is the lowest driving current provided by 

the source meter, up to around 200 mA, which is the highest that the device can safely be driven 

at. This should be recorded, along with the current going into the device, as well as the voltage 

across it, to calculate the input power. 

3.8. Fourier-transform infrared (FTIR) spectroscopy 

FTIR spectroscopy is the experimental method used to identify the energy of certain chemical 

bonds, in the infrared spectrum; generally, from 4000 ς 400 cm-1 (2.5 ς 25 m˃), the theory 

behind which is explained in section 2.4. Because photons corresponding to these bond energies 

are absorbed, if the sample has a polychromatic light source shone on it, some of the 

 

Figure 3.10: Setup to measure the power output of devices. 
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corresponding to the energy of chemical bonds will be absorbed, and the rest will be transmitted 

or reflected. 

To measure transmittance, absorption and/or reflection of a sample, a Michelson 

interferometer is used with a broadband laser source. The Michelson interferometer consists of 

a light source, a beam splitter, a fixed mirror, a moveable mirror and a detector. The layout of a 

Michelson interferometer can be seen in the FTIR spectrometer diagram in Figure 3.11. In the 

Michelson interferometer, the light source (after passing through the sample in the case of an 

FTIR spectrometer), hits the beam splitter; 50% of the light is reflected, hitting the stationary 

mirror, the other 50% passes through, hitting the moveable mirror. Both are then reflected, 

upon hitting the beam splitter again, 50% of the light reflected from the stationary mirror will 

be transmitted through the beam splitter; 50% of light reflected from the moveable mirror will 

be reflected such that it enters the detector. 

 

Figure 3.11: The workings of an FTIR spectrometer, including sample setup for measuring absorption or 
transmittance. The solid black arrow on the moveable mirror indicates the direction in which it can be displaced. 

Because the beams travelling from the beam splitter to the detector have the same beam path, 

they interfere with one another. The detected signal will show the interference pattern of the 

broadband source, this pattern is dependent upon the position of the moveable mirror. When 

the stationary and moveable mirror are the same distance from the beam splitter, there is no 

path difference, all of the wavelengths will interfere constructively. However, as the moveable 

mirror moves backwards, the detected signal will have some constructive, and some destructive 

interference, because constructive interference patterns occur when the path difference is a 

factor of n˂  and destructive interference occurs when the path difference is a factor of , 

where n  ɴᴚ+. A Fourier transform is conducted at each mirror position as each interference 
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pattern is a summation of many cosine waves of different wavelengths and amplitudes. After a 

sufficient number of mirror positions, analysis software can be used to plot the amplitude of 

different wavelengths measured by the detector [54]. 

In practice, to use a Michelson interferometer to find the absorption/reflection spectra of a 

sample; first, the number of scans and resolution of the scan (in cm-1) is defined in the software 

which controls the spectrometer. Then, a background scan must be done with the corresponding 

resolution, as some absorption will happen due to atmospheric gasses which if not accounted 

for, would create incorrect data. Then, the scan is defined for the sample, and the software will 

automatically make the spectrometer complete the scans and corresponding Fourier 

transforms. This will give the user a spectrum of intensities at different wavelengths, standard 

formatting is that the infrared light is measured by wavenumber and the intensity is a base ten 

logarithmic scale. 
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4. Literature review 

In this chapter, an overview of the development of and current leading technology in light 

emitting diodes (LEDs) operating in the technologically important mid-infrared (MIR) spectral 

region (2 ς 5 ˃ m) reported in the literature will be given. A range of material alloy systems and 

bandgap alignments will be considered and compared. The enhancement of emission through 

active regions being placed in resonant cavities and the use of inter-band cascading through 

charge carrier injection shall also be discussed. 

4.1. Bulk LEDs 

Bulk homojunction LEDs were the first material systems to be fabricated into devices. The first 

reported device emitted in the near-infrared (NIR) spectral range, with ~ 800 nm emission from 

a GaAs based p-n junction by Hall and Fenner in 1962 [55]. Mid-infrared devices were then 

created in 1966 by Melngailis and Rediker using electrical injection of carriers in an InAs based 

p-n junction. This emitted at 3.7 ˃m at room temperature [56]. Electroluminescence from a GaSb 

p-n homojunctions was first reported by Blom et al in 1971 [57], this was from a device grown 

via Liquid Phase Epitaxy (LPE). This device emitted at room temperature with two peaks, one at 

1.7 and one at 1.6 ˃ƳΦ ¢Ƙƛǎ ŘǳŜ ǘƻ ǘǿƻ ŀŎŎŜǇǘƻǊ ǎǘŀǘŜǎ ƴŜŀǊ ǘƘŜ ǾŀƭŜƴŎŜ ōŀƴŘ-edge creating two 

possible recombination sites for the charge carriers. Due to advances in epitaxial growth 

techniques such as molecular beam epitaxy (MBE), liquid phase epitaxy (LPE), and metal-organic 

chemical vapor deposition (MOCVD) it became possible to grow other III-V binaries, ternaries 

and higher-order alloys for bulk structures. This was beneficial as it allowed a wider range of 

bandgaps to be realised which could be grown on standard substrates due to lattice matching.  

4.1.1. InAsSb 

Dobbelaere et al. (1993) used MBE to grow an InAs1-xSbx p-n structure on both GaAs and Si 

substrates [58], three different devices with Sb contents of: x = 0, 0.06 and 0.15 were grown. 

The resultant spectra can be seen in Figure 4.1 όŀύ ǿƛǘƘ ǇŜŀƪǎ ŀǊƻǳƴŘ оΦоΣ оΦр ŀƴŘ пΦн ˃Ƴ 

corresponding to x = 0, 0.06 and 0.15 respectively. There is a slight distortion in the spectra 

ŀǊƻǳƴŘ пΦн ˃Ƴ ǿƘƛŎƘ ƛǎ ŘǳŜ ǘƻ /h2 atmospheric absorption, demonstrating this materials 

suitability for gas detection. It also showed that the addition of Sb in the alloy increases the 

brightness of the spectra several times. They further showed that as temperature increases, the 

external efficiency of the device decreases, this can be seen in Figure 4.1 (b). The efficiency 

decreases by a factor of 10 from 77 K to room temperature due to an increase in the prevalence 

of non-radiative recombination mechanisms. 
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Zotova et al (1992) reported a quaternary InAsSbP LED grown using LPE onto InAs substrate 

ǿƘƛŎƘ ƎŀǾŜ ŜƳƛǎǎƛƻƴ ŀǘ пΦт ˃Ƴ [59]. Quaternaries have the advantage of a wider range of alloy 

compositions which can be grown lattice matched, or having a particular amount of strain, on a 

particular substrate due to the extra degree of freedom in the alloy in comparison to ternaries. 

A wider range of alloy compositions also allows for a wider range of possible bandgaps, allowing 

for the tailoring of emission.  

InAs0.89Sb0.11/InAs0.48Sb0.22P0.3 heterostructure were reported by Gao et al (1999) [60] which was 

grown via LPE onto an n-InAs substrate. An InAs0.94Sb0.06 buffer was added to account for the 

lattice mismatch of the InAsSb in the heterostructure with the substrate, reducing the likelihood 

that defects would occur in the lattice structure. This buffer can be seen in the schematic in 

Figure 4.2 (a) as well as the layout of the rest of the heterostructure. This device had an 

  

Figure 4.1: (a) electroluminescence of InAsSb devices reported by  Dobbelaere [58], the solid line shows results for 
devices on GaAs and the dotted Si and (b) a plot of the external efficiency for the InAsSb light emitting diode 
reported by Dobbelaere 

 

 

Figure 4.2: (a) the structure of the heterojunction device reported by Gao [60] and (b) the room temperature 
electroluminescent spectra from that device, showing the CO2 absorption band around  4 200 nm. 

(b) (a) 

(a) (b) 
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ŜƭŜŎǘǊƻƭǳƳƛƴŜǎŎŜƴŎŜ ǇŜŀƪ ŀǘ ǊƻƻƳ ǘŜƳǇŜǊŀǘǳǊŜ ƻŦ пΦр ˃ƳΣ ŀǎ Ŏŀƴ ōŜ ǎŜŜƴ ƛƴ Figure 4.2 (b), with 

ŀ ƳŀȄƛƳǳƳ ƻǳǘǇǳǘ ǇƻǿŜǊ ƻŦ рл ˃²Φ 

At Lancaster University, MBE was used to grow an InAs0.06Sb0.94 LED integrated onto Silicon via a 

GaSb buffer layer as reported by Delli et al (2019) [9]. III-V integration onto silicon is important 

as it allows for on-chip light sources compatible with current technology to be utilised.  This gave 

room temperature emission at ŀǊƻǳƴŘ пΦр ˃Ƴ ǿƛǘƘ ŀ с ˃² ƻǳǘǇǳǘ ǇƻǿŜǊ ŀƴŘ ŜȄǘŜǊƴŀƭ ŜŦŦƛŎƛŜƴŎȅ 

of 0.011 %. 

4.1.2. InGa(As)Sb 

The quaternary InGaAsSb has the aforementioned benefits of having multiple degrees of 

freedom, allowing for lattice matching to a plethora of substrates whilst being able to engineer 

the bandgap. However, the growth of this material system faces an alloy metastability challenge. 

With certain alloys, the material does not form homogeneously, instead, segregated regions of 

InAs and GaSb, which gives non-uniform optical and adverse electrical properties [61]. This is 

generally considered to be with In contents of over 20 % and arsenic contents over 20 %, a more 

in depth discussion of the miscibility gap is had in sections 6.1.1 and 6.1.2. The development of 

a.9 Ƙŀǎ ƳŀŘŜ ƎǊƻǿƛƴƎ ƛƴ ǘƘŜ ǎƻ ŎŀƭƭŜŘ άƳƛǎŎƛōƛƭƛǘȅ ƎŀǇέ ŜŀǎƛŜǊΣ ōǳǘ ǘƘŜ ƳŀǘŜǊƛŀƭ ǉǳŀƭƛǘȅ ƛǎ ƳǳŎƘ 

harder to preserve and the substrate temperature must be tailored specifically for the material 

system.  

Zotova et al reported in 1992 a ternary bulk system of In0.94Ga0.06As grown using LPE onto an 

InAs substrate. The bulk structure was lattice matched to the substrate and gave room 

ǘŜƳǇŜǊŀǘǳǊŜ ŜƳƛǎǎƛƻƴ ŀǘ оΦо ˃Ƴ [59]. Heterojunction structures have also been utilised in 

creating devices operating in the mid-infrared region. Popov et al (1997) reported a N-

AlGaAsSb/n-GaInAsSb/P-AlGaAsSb lattice matched double heterostructure grown via LPE onto 

n-GaSb substrates [62]. This gave a room temperature electroluminescence peak at 1.94 ˃ƳΣ 

with a maximum output power of 3.7 mW and quantum efficiency of 5.5%. 

In 2007, Krier et al reported a quintenary GaInAsSbP device grown via LPE, lattice matched to n-

GaSb substrate [63]. Quintenary alloys have a further advantage from quaternary as they have 

an additional degree of freedom, in the same way that a quaternary has an extra degree of 

freedom over ternaries. This means an even wider range of lattice matched alloys can be grown 

on a given substrate, giving more band-edge configurations for a larger range of emission 

spectra.  This device gave high intensity electroluminescence from 77 K up to room temperature, 

ǿƛǘƘ ŀ w¢ ǇŜŀƪ ŀǊƻǳƴŘ пΦо ˃ƳΦ 
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An InGaAsSb/AlGaAsSb heterostructure grown via LPE onto n-GaSb substrate was reported by 

Petukhov et al (2013) [64]Φ ¢ǿƻ ǇŜŀƪǎ ǿŜǊŜ ƻōǎŜǊǾŜŘ ƘŜǊŜΣ ƻƴŜ ŀǘ лΦсп Ŝ± όмΦфп ˃Ƴύ ŀƴŘ ŀƴƻǘƘŜǊ 

ŀǘ лΦнуп Ŝ± όпΦот ˃ƳύΣ ǘƘŜǎŜ ŀǊŜ ŦǊƻƳ ǘƘŜ Dŀ{ō ǎǳōǎǘǊŀǘŜ ŀƴŘ LƴDŀ!ǎ{ō ǊŜƎƛƻƴǎ ǊŜǎǇŜŎǘƛǾŜƭȅΦ 

¢ƘŜ ǇƻǿŜǊ ƻŦ ǘƘŜ LƴDŀ!ǎ{ō ǇŜŀƪΣ ŀǘ ǊƻƻƳ ǘŜƳǇŜǊŀǘǳǊŜ όнфп YύΣ ƘŀŘ ŀƴ ƻǳǘǇǳǘ ǇƻǿŜǊ ƻŦ Ϥм ˃² 

being ŘǊƛǾŜƴ ŀǘ мΦл !Φ ! ƳŀȄƛƳǳƳ ƻǳǘǇǳǘ ǇƻǿŜǊ ƻŦ Ϥнл ˃² ǿŀǎ ƻōǘŀƛƴŜŘ ōȅ ǘƘŜ ŘŜǾƛŎŜ ŀǘ оуо Y 

whilst being driven at 2.5 A. 

4.1.3. AlInSb 

The AlInSb material system has been extensively researched due to it showing better charge 

carrier mobility compared to other III-V materials, leading to improved electrical characteristics, 

as reported by Meriggi et al (2015) [66]. Moreover, because the alloy contains only one  

group-V material (Sb), it is much easier to control the alloy content, making it easier to grow 

specific alloys in comparison to ternaries with two group-Vs such as InAsSb. Ying et al (2014) 

demonstrated an Al0.05In0.95Sb structure grown on GaAs substrate with a GaSb buffer layer via 

MBE [67]. Growing on GaAs is beneficial because it is less expensive than GaSb, however, it 

presents the challenge of having a different lattice constant, this is why buffer regions are 

required. Moreover, it is semi-insulating, so more complex fabrication is required to properly 

contact it in comparison to growing on GaSb. Due to the difference in lattice constant of the 

binary GaSb, AlSb and InSb alloys ς AlSb and InSb both have a larger lattice constant than GaSb, 

it is not possible to grow the AlxIn1-xSb lattice matched to GaSb. However, growing on GaSb is 

still beneficial as its lattice constant is closer than that of GaAs, meaning that thicker layers can 

be grown without relaxation occurring. Room temperature electroluminescence was reported 

ŀǊƻǳƴŘ пΦн ˃Ƴ ŦƻǊ this device. It was further demonstrated that the n-i-p structure is superior in 

comparison to the p-i-n structure here due to the electrical characteristics of the n-doped 

material in comparison to p-doped.  

(a) (b) 

Figure 4.3: (a) room temperature EL of AlxIn1-xSb devices reported by Fujita [65] and (b) schematic of that device, 
showing the substrate and buffer regions. 
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Fujita et al (2018) reported an AlxIn1-xSb  based device grown via MBE onto a GaAs substrate with 

x = 3.9 ς 7.6 % [65]. These devices gave room temperature EL spectra with peaks from ~4 ς р ˃Ƴ 

with decreasing Al content increasing the wavelength, as seen in Figure 4.3 (a). This displays an 

advantage of this material system in comparison to InGaAsSb; it can be engineered to have a 

smaller bandgap, thus emit at a longer wavelength. The buffer region and n-i-p structure of the 

device can be seen in Figure 4.3 (b). This had the highest power conversion efficiency of any 

ǊŜǇƻǊǘŜŘ [95 ŀǊƻǳƴŘ п ˃Ƴ ŀǘ ǘƘŜ ǘƛƳŜ of publication at ~ 1 %.  

4.2. Quantum wells 

Quantum wells (QWs), single and multiple, have been utilised in a multitude of different material 

systems to specifically tailor emission wavelength, improve radiative recombination rates and 

supressing non-radiative ones. The mechanisms by which this occurs are discussed in section 

2.1.4. Type-I and type-II structures as well as different alloys have been utilised to further tailor 

the bandgap for emission and non-radiative recombination quenching. The use of quantum 

wells has also allowed for strained structures to be grown due to the thickness of a quantum 

well being lower than the critical layer thickness for strains of around 1 ς 2 %. 

4.2.1. Single quantum wells (SQWs) 

Molecular beam epitaxy has been used to grow single quantum well structures. Baranov et al 

(1996) reported a Ga1-xInxSb/GaSb type-I strained quantum well on GaSb substrates. These 

devices had well widths with thicknesses from 7 ς 10 nm and Indium contents (x) of 0.26 and 

0.35 [68]. These devices gave room temperature electroluminescence in the range of 1.9 ς 2.2 

m˃. Furthermore, Tang et al (1998) reported a type-II InAs/InAs1-xSbx structures grown on p-InAs 

substrate via MBE [69]. Devices were grown with Sb contents (x) of 0.16 and 0.26, emitting at 5 

and 8 ˃ m with output powers of 50 and 24 ˃² ǊŜǎǇŜŎǘƛǾŜƭȅ, this was done with a driving current 

of 1 A. InGaSb/AlGaAsSb type-I structures grown on GaAs substrates via MBE utilising a GaSb 

buffer layer were reported by Yu et al (2011) [70]. This sample showed photoluminescence of 

мΦфп ˃Ƴ ŀǘ ǊƻƻƳ ǘŜƳǇŜǊŀǘǳǊŜΦ aƛƪƘŀƛƭƻǾŀ et al (2019) reported GaSb/InAs type-II quantum wells 

grown on n-GaSb substrates via metalorganic vapor-phase epitaxy (MOVPE)  [71]. These samples 

ŘƛǎǇƭŀȅŜŘ ǊƻƻƳ ǘŜƳǇŜǊŀǘǳǊŜ ŜƭŜŎǘǊƻƭǳƳƛƴŜǎŎŜƴŎŜ ŀǘ оΦо ˃Ƴ ŀƴŘ тт Y ŜƭŜŎǘǊƻƭǳƳƛƴŜǎŎŜƴŎŜ ŀǘ 

оΦн ˃ƳΣ ǿƛǘƘ ŀŘŘƛǘƛƻƴŀƭ ǇŜŀƪǎ ŀǘ оΦр ŀƴŘ пΦс ˃Ƴ ŎƻǊǊŜǎǇƻƴŘƛƴƎ ǘƻ ǘǊŀƴǎƛǘƛƻƴǎ ŦǊƻƳ ǘƘŜ ŦƛǊǎǘ 

electron energy level to various other hole states in the structure.  

Although several single quantum well devices have been grown and fabricated and have shown 

room temperature EL. It has been shown through multiple studies that using more quantum 

wells achieves more luminescence ς for both electrically and optically pumped systems. An 
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example of this can be seen in Figure 4.4 (a), where the spectral purity of the device is increased 

by having multiple quantum wells, as will be discussed in section 4.2.2. 

4.2.2. Multiple quantum wells (MQW) 

4.2.2.1 Type- I InGaAsSb/AlGaAsSb  

The InGaAsSb well with AlGaAsSb barrier material system is very versatile, with a wide range of 

tailorable bandgaps based on alloy content of each alloy in the well and barrier. Research into 

the InGaAsSb/AlGaAsSb material systems show that it can be turned into high quality type-I 

devices. An example of the band structure of these devices can be seen in Figure 4.4 (b) [72], 

showing the large conduction band and valence band offset for charge carrier confinement.  

The AlGaAsSb/InGaAsSb system has been effectively utilised to create devices which emit in the 

2 ς нΦр ˃Ƴ ǿŀǾŜƭŜƴƎǘƘ ǊŀƴƎŜΦ ¢Ƙƛǎ ǳǎŜǎ ŀŎǘƛǾŜ ǊŜƎƛƻƴǎ ǿƛǘƘ LƴŘƛǳƳ ŎƻƴǘŜƴǘǎ ǊŀƴƎƛƴƎ ŦǊƻƳ  

~ 10 ς 40 %, Arsenic contents ranging from ~ 2 ς 20 % and well widths of ~ 10 nm [74, 75]. It is 

also possible to change the strain in the quantum well by varying the Indium and Arsenic 

contents. Strain has been used to engineer the bandgap structure and to supress Auger 

recombination, this is further discussed in section 2.3.2.1.  

This system has also been used to create devices with wavelengths of 2.8 ˃ƳΣ ǊŜǇƻǊǘŜŘ ōȅ [ƛ et 

al (2004) [72], grown via MBE on GaSb substrates. In this system, a type-I quantum well with an 

Indium content of 40% and an arsenic content of 14 % was utilised with Al0.25GaAsSb lattice 

matched barriers, this gave room temperature emission with good electrical performance. Lin 

et al (2004) also reported type- I InGaAsSb/AlGaAsSb devices grown via MBE onto n-GaSb 

substrates [76], with indium contents of 30%, arsenic 9.6% and well widths of 10 nm, room 

ǘŜƳǇŜǊŀǘǳǊŜ ŜƭŜŎǘǊƻƭǳƳƛƴŜǎŎŜƴŎŜ ǿŀǎ ŀŎƘƛŜǾŜŘ ŀǘ нΦнп ˃ƳΦ ¢ƘŜȅ ŀƭǎƻ ƎǊŜǿ ŘŜǾƛŎŜǎ ǿƛǘƘ ŀŎǘƛǾŜ 

  

 

 

 

 

 

Figure 4.4: (a) single quantum well vs multiple quantum well EL spectra at RT for the InGaAsSb/AlGaAsSb device 
reported by Garbuzov [73] . The band structure of a laser device with an Al0.25GaAsSb/InGaAsSb active region 
used for emission in the 2.0 ς 3.0 ˃ m range [72]. 

(b) (a) 
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regions containing indium contents of 50%, arsenic 23 % and 20 nm wells to achieve emission at 

оΦлп ˃ƳΦ ¢ƘŜ ǎǘǊŀƛƴ ƛƴ ǘƘŜǎŜ ǉǳŀƴǘǳƳ ǿŜƭƭǎ ǊŀƴƎŜŘ ŦǊƻƳ мΦмф ҈ ŦƻǊ ƭƻǿer indium and arsenic 

contents to 1.50 % for higher indium and arsenic. Most of the samples discussed here were 

grown on GaSb substrates and fabricated as Fabry-Perot laser by including cladding layers or as 

light emitting diode. However, Qi et al (2019) reported this material system with In0.17GaAsSb 

type-I active regions and lattice matched barriers [77] grown on GaAs substrates with GaSb 

buffer regions via MBE. Devices had strains of 1.1% and well widths of ~10 nm, this produced an 

ŜƳƛǎǎƛƻƴ ƻŦ нΦп ˃Ƴ ŀǘ ǊƻƻƳ ǘŜƳǇŜǊŀǘǳǊŜΦ  

As the bandgap of InGaAsSb decreases through the addition of In and As into the alloy, the 

absolute position of the valence band decreases, whereas the barrier valence position stays the 

same. This poses a problem in the material system because as the valence band confinement 

decreases, the hole confinement decreases. Lower hole confinement can decrease the 

wavefunction overlap of the charge carriers, leading to a lower rate of recombination, thus 

quenched radiative recombination. It can also allow for charge carriers to be forced out of the 

well due to the thermal energy of the system. However, the barriers can have Indium 

incorporated to create the quintenary AlxGawIn1-x-wAs1-ySby, this is a requirement to obtain longer 

wavelengths from GaSb based type-I quantum wells. This is due to a deeper valence bandedge, 

giving greater confinement potentials for the holes in the device as the valence bandedge of the 

well has a lower energy. This is useful as the amount of As in the alloy increases, it decreases the 

position of the valence bandedge, in a quaternary barrier system with no In, this will decrease 

the hole-confinement potential. However, the quintenary alloy, with its lower valence band 

edge allows for greater hole confinement of these high As well alloys. Because of this greater 

hole confinement, more indium and arsenic can also be incorporated into the well. Jung et al 

(2010), from the world leading research group in Stony Brook, has reported a dual wavelength 

light emitting diode grown on n-GaSb via MBE which incorporated type-I InGaAsSb wells with 

both quaternary and quintenary barriers [78]. The structure used in this device was similar to 

that shown in Figure 4.4 (b), with type-I wells and graded cladding. However, rather than  

AlxGa1-xAs1-ySby barriers, there are AlxGawIn1-x-wAs1-ySby barriers grown lattice matched to GaSb. 

¢Ƙƛǎ ǇǊƻŘǳŎŜŘ ǊƻƻƳ ǘŜƳǇŜǊŀǘǳǊŜ ŜƳƛǎǎƛƻƴǎ ƻŦ н ˃Ƴ ŀƴŘ о ˃Ƴ ǿƛǘƘ ƻǳǘǇǳǘ ǇƻǿŜǊǎ ƻŦ нΦу Ƴ² 

and 0.14 mW from the quaternary and quintenary barriers respectively. Suchalkin et al (2008), 

also of Stony Brook, further reported InGaAsSb in quintenary barriers, grown on n-GaSb 

substrates via MBE [79]. The room temperature emission of In0.55GaAs0.22Sb wells in quaternary 

and quintenary barriers can be seen in Figure 4.5 όŀύΣ ǿƛǘƘ ŜƳƛǎǎƛƻƴ ǇŜŀƪǎ ǊŀƴƎƛƴƎ ŦǊƻƳ оΦл ˃Ƴ 

ǳǇ ǘƻ оΦр ˃ƳΦ ¢ƘŜ ƳŀȄƛƳǳƳ ǊƻƻƳ ǘŜƳǇŜǊŀǘǳǊŜ ƻǳǘǇǳǘ ǇƻǿŜǊ ƻŦ ǘƘŜǎŜ ŘŜǾƛŎŜǎ ǿŀǎ ǊŜǇƻǊǘŜŘ ǘƻ 
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be 0.7 mW. The effect of using quaternary and quintenary barriers can be seen in Figure 4.5 (b), 

showing that using quintenary barriers produced devices with higher output power capabilities.  

Similarly, Ding et al (2016) reported a Ga0.177InSb/AlGaInSb type-I structure grown on GaAs 

substrate, similar to the quintenary structure previously discussed, but with arsenic free wells 

and barriers [80]. Arsenic free structures provide the benefits of single group-V growth as 

previously mentioned, it is much easier to create high quality material with the intended alloy 

content. This structure gave room temperature EL with a peak of around 4.4 ˃Ƴ ǿƘƛŎƘ ǿŀǎ ƳƻǊŜ 

than twice as bright as a bulk reference sample for the same driving current. However, this 

device suffered from not having graded cladding layers, restricting the sample to surface 

emitting spontaneous emission rather than being able to lase through stimulated emission. 

Graded layers in the cladding allow for easier injection of charge carriers into the active region 

of a laser and also decrease the turn on voltage of the device, allowing it to operate at lower 

input powers [81]. 

Jung et al (2011) further developed the quintenary barrier quantum well system, using the same 

device structure reported by Suchalkin, with InGaAsSb active region with quintenary barriers 

[82]Φ ¢ƘŜǎŜ ǿŜǊŜ ǳǎŜŘ ǘƻ ŎǊŜŀǘŜ рмн Ȅ рмн [95 ŀǊǊŀȅǎ ŜƳƛǘǘƛƴƎ ŀǘ оΦсс ˃Ƴ ŀǘ ǊƻƻƳ ǘŜƳǇŜǊŀǘǳǊŜΣ 

with each LED having a radiance of 1.3 W cm-2. 

Another structure which has been utilised to create longer emission with type-I bandgap 

alignment is InGaAsSb wells with GaSb barriers. Although this can also be used to create type-II 

devices, with sufficiently low arsenic contents, a type-I bandgap is achievable. An example of the 

valence band offset of the system is provided in Figure 4.6 (a), showing how the valence band 

offset increase as the strain increases (decrease in As content). This requires the InGaAsSb to 

have a sufficiently small bandgap so that it can be well contained in the GaSb bandedges. 

  

Figure 4.5: (a) the normalised room temperature electroluminescence spectra of InGaAsSb/Al(In)GaAsSb devices 
reported by Suchalkin [79] and (b) the corresponding output powers as a function of driving current of the devices 

ǿƘƻΩǎ ǎǇŜŎǘǊŀ ŀǊŜ ǎƘƻǿƴ ƛƴ όŀύΦ 

(a) (b) 
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Sifferman et al (2015) reported type-I In0.55GaAsSb/GaSb grown on n-GaSb substrate via MBE, 

samples of various As contents were grown to see the effect of strain on the system [83]. This 

device employed 10 nm InGaAsSb quantum wells with 20 nm GaSb barriers. It was also reported 

in this paper that the emission intensity is increased when the substrate temperature during the 

QW growth process is lower, with devices being grown at 350 and 410 °C. This is partially due to 

the varying Arsenic contents across the different quantum wells discussed in the paper, which 

is especially prevalent when substrate temperature is changed. The difference in the PL intensity 

cannot be solely attributed to the difference in substrate temperature during growth. But the 

variable PL intensity due to growing with different substrate temperatures is also a result of the 

quality of alloy formation when growing close to this miscibility gap. Because the alloy is Indium 

rich, it requires a lower growth temperature to properly form epilayers, this will vary depending 

on the alloy mixture. This simultaneously allows for structures with higher strains to be grown 

due to an increase in As incorporation, the effect of substrate temperature and strain on PL 

intensity can be seen in Figure 4.6 (b). The PL samples gave room temperature emission around 

оΦп ˃ƳΦ ¢ƘŜǎŜ ŀŎǘƛǾŜ ǊŜƎƛƻƴǎ ǿŜǊŜ ŀƭǎƻ ǇƭŀŎŜŘ ƛƴǘƻ ǎŀƳǇƭŜǎ ǿƘƛŎƘ ǿŜǊŜ ŦŀōǊƛŎŀǘŜŘ ƛƴǘƻ ƭŀǎŜǊǎΣ 

ƎƛǾƛƴƎ ŜƳƛǎǎƛƻƴǎ ŀǊƻǳƴŘ оΦп ˃ƳΦ 

 

 

Figure 4.6: achievable valence band offsets of the In0.55Ga0.45As1-ySby system as the strain of the active region is 
increased and (b) comparison of PL from two InGaAsSb/GaSb samples grown at 350 and 410 (red and green 
respectively) with their respective strains shown. Both were reported by Sifferman et al [83]. 

4.2.2.2 Type ς I (In)(Ga)AsSb/InAlAs 

Grietens et al (1996) reported an Sb free InGaAs/InAlAs type-I device grown via MOVPE and 

lattice matched on GaAs [84]. This contained 20 nm In0.8Al0.2As barriers with 10 nm 0.68% 

compressively strain In0.9Ga0.1As wells which gave room temperature emission of 2.4 ˃Ƴ ǿƛǘƘ 

ŀƴ ƻǳǘǇǳǘ ǇƻǿŜǊ ƻŦ мΦур ˃²Φ ¢ƘŜǎŜ ƘƻǿŜǾŜǊ ƘŀŘ ŀ ƭƻǿ ŜŦŦƛŎƛŜƴŎȅ ƻŦ лΦллсп҈ ŘǳŜ ǘƻ ƘƛƎƘ {wI 

and Auger recombination.  

(a) (b) 

b) 
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Gallium free InAs0.915Sb/Al0.12InAs type-I wells integrated onto undoped GaAs and Si have been 

reported by Altayar et al (2022) at Lancaster University [10]. These devices were grown via MBE 

with various buffer layers to account for the lattice mismatch between Si/GaAs and GaSb based 

growth. Devices on both GaAs and Si gave low temperature EL with a peak at around 2.9 m˃ at 

20 K. ¢ƘŜ ǊƻƻƳ ǘŜƳǇŜǊŀǘǳǊŜ 9[ ǇŜŀƪŜŘ ŀǘ ŀǊƻǳƴŘ оΦп ˃ƳΣ ǿƛǘƘ ƻǳǘǇǳǘ ǇƻǿŜǊǎ ƻŦ со ŀƴŘ ул W˃ 

for the sample on GaAs and Si were obtained respectively on a 1% duty cycle. 

4.2.3. Type-II MQWs and Strained layer superlattices (SLSs) 

Type-II bandgap alignment can be used to tailor the bandgap of devices more easily and access 

smaller bandgaps in comparison to type-I alignment due to the electrons and holes being 

confined separately. They also have extra Auger quenching mechanisms which cannot be 

achieved in type-I devices. The in-plane Auger process is diminished because of the specially 

separate charge carrier confinement, making the transition less probable [85], this is further 

supressed by the removal of hole resonance states with the spin orbital [86]. Due to the 

positioning of bandedges in type-II devices, they have shown good performance in the > 3 m˃ 

wavelength range, from mid to long-wave infrared. Superlattices have the extra benefit of low-

charge carrier confinement in the wells. This causes a more de-localised wavefunction in 

comparison to type-I and type-II MQW systems to form, known as a mini-band. Minibands have 

the benefit over type-II MQWs in that they have a higher wavefunction overlap and over type-I 

MQWs in that they have spatially separate confinement functions.  However, they have well 

confined hole states due to the deeper valence band offsets in most materials. This causes well 

localised hole wavefunctions which is beneficial as it reduces the temperature dependence of 

Auger recombinations [87]. W-QWs, first developed by Meyer and Hoffman in 1995 [88] utilising 

both the separate special confinement of type-II band alignment and the benefits which come 

with high wavefunction overlap.  

 

 

 

Figure 4.7: (a) the bandstructure of an InAs/GaInSb W-QW in AlSb cladding and (b) the resultant wavefunction of 
electrons ̞ n and holes ̞ p [88]. 

(a) (b) 
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This technology uses InAs/GaInSb type-II wells contained in AlSb barriers which gives a type-II 

bandgap alignment as can be seen in Figure 4.7 (a). This confines electrons within the InAs and 

holes in the GaInSb. Wavefunction overlaps of up to 70 % have been demonstrated using W-

QWs, the resultant wavefunctions can be seen in Figure 4.7 (b). The delocalised electron 

wavefunction has a relatively broad probability function where the central peak of the hole 

wavefunction is, hence the larger than normal wavefunction overlap for type-II confinement. 

Emissions of around 3 ˃m have been realised using this system, which is utilised in the brightest 

and highest output power device. Much research in W-QWs has focused on their utilisation in 

laser structures; where for superlattices research has focused on their application into 

photodetectors, however, both superlattices and W-QWs have been utilised in LEDs. 

4.2.3.1 Strained layer superlattices 

The InAs/GaSb system has been utilised to create light emitting diodes, first reported in 1998 by 

Moiseev et al [89]. InAs/GaSb superlattices were grown on InAs substrate via MBE. Two different 

devices were created, one with 5nm/5nm InAs/GaSb wells, and the other with 50nm/100nm 

InAs/GaSb wells. The device with equal an InAs/GaSb period structure is shown in Figure 4.8 (a) 

including the doping type and AlSb electron blocking barriers. The change in period of the 

superlattice region in turn changes the position of the energy level and in turn, the bandgap. 

These both gave emission at 77 K in the 3 ς 4 ˃ Ƴ ǊŜƎƛƻƴΦ IƻǿŜǾŜǊΣ ǘƘŜ ŜƳƛǎǎƛƻƴ ǎǇŜŎǘǊŀ ǇŜŀƪǎ 

do not only come from the superlattice region. The EL of one of the superlattice devices can be 

seen in Figure 4.8 (b), the three peaks are due to recombination from: A, e-hh1; B, e-hh2; and C, 

e2-hh1. Hoffman et al (1995) reported an InAs/GaSb superlattice light emitting diode grown on 

undoped GaSb [90]. At 77 K, this showed emission in the mid-infrared (4.6 ˃ Ƴύ and long-wave-

infrared (10.8 ˃ Ƴύ using two different superlattice structures. Most of the work since this has 

been completed on detectors, with cut-off wavelengths from 3 ς 30 m˃ [91] and cascading 

devices ς these will be discussed later. 
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An alternative material system that has been used to create type-II superlattices and MQW 

systems is InAs/InAsSb. This has an advantage over InAs/GaSb systems in that it is Ga-free, which 

means that it is less likely to undergo SRH recombination due to the native defects in the 

bandgap caused by Gallium. Moreover, the system is much easier to grow as it only requires 

three valves, two of which are always open, whereas InAs/GaSb requires four valves in which 

are always being switched. Much like for the InAs/GaSb system, most of the research has been 

focused on detectors, which have shown cut-off wavelengths from 5 to 15 ˃m [92, 93]. Pullin et 

al (1999) reported an InAs/InAsSb superlattice system with an AlSb electron blocking layer, 

grown via MBE on InAs substrate, Sb contents were ~ 8 % [94]. This gave an emission of 4.2 m˃ 

with an output power of 100 ˃W at room temperature. The internal quantum efficiency of the 

device was ~ 30% at low temperatures, this then dropped to ~ 2 % at room temperature. The 

active region in this device was ~ 60 nm thick, around the maximum that could be grown before 

relaxation of the material. This is due to the inherent stress caused by growing lattice 

mismatched InAsSb onto InAs. 

4.2.3.2 Type-II multiple quantum wells 

Lancaster University has completed a significant amount of research in developing the 

InAs/InAsSb material system, including integration onto different substrates, as well as creating 

strained and strain balanced systems. Krier et al. (2006) reported an InAs/InAsSb MQW system 

with Sb ~ 0.13 grown on p-InAs substrates via MBE [95]. This device gave room temperature EL 

with several peaks, from the bulk InAs; electron level from the quantum well to hh1 and the 

electron level to lh1. Room temperature emission was 4.0 m˃ with an output power of 1.4 ˃²Φ 

 

 

Figure 4.8: (a) the schematic of the active region for the InAs/GaSb device reported by Moiseev [89] and (b) the EL 
spectra at 77 K of the device described in (a) with driving currents of: (1) 50 mA, (2) 100 mA, and (3) 200 mA; A, B 
and C describe three separate peaks. 

(a) (b) 
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This work was developed on by Carrington et al (2009), who grew the same MQW structure but 

using Sb ~ 8 % [32]. This was grown on n-InAs substrate via MBE, with a lattice matched AlGaAsSb 

electron blocking layer. The devices gave room temperature EL with an output power of 12 ˃² 

and external efficiency of 0.04 %. There were three EL peaks at room temperature, 

corresponding to 2.95 ˃ m, 3.35 ˃ m and 3.76 ˃m for bulk InAs, e-hh1 and e-lh1 respectively. The 

different transitions can be seen in Figure 4.9 (a), this agrees with the results from Krier as well. 

The room temperature EL, with these peaks can be seen in Figure 4.9 (b), the type-II transitions 

are more current dependant than the bulk InAs transition which dominates at higher driving 

current. 

Furthermore, Keen et al (2018) reported InAs/InAsSb MQW devices grown by MBE on InAs 

substrates with Sb ~ 6 and 8 % [96]. These devices gave room temperature emissions of 4.4 m˃ 

and 4.7 ˃ m, with output powers of 8.2 ad 3.3 ˃² ǊŜǎǇŜŎǘƛǾŜƭȅΦ 5Ŝƭƭƛ et al (2020) reported the 

integration of this MQW system onto Silicon [97], obtaining room temperature PL. This was 

dominated by the e-hh2 ǊŜŎƻƳōƛƴŀǘƛƻƴ ƳŜŎƘŀƴƛǎƳ ŀǘ ŀǊƻǳƴŘ оΦтс ˃ƳΣ ƘƻǿŜǾŜǊΣ ŀǘ ƭƻǿŜǊ 

temperatures, the e-hh1 recombination mechanism is dominant. 

4.2.4. Interband cascading light emitting diodes 

Interband cascading devices have been well developed in the past few decades since they were 

first reported by Yang et al in 1994 [98]. The reason they have been a focus of development is 

ŘǳŜ ǘƻ ǘƘŜƛǊ ŀōƛƭƛǘȅ ǘƻ άǊŜŎȅŎƭŜέ ŎƘŀǊƎŜ ŎŀǊǊƛŜǊǎΦ LΦŜΦ ƻƴŎŜ ŀ ŎƘŀǊƎŜ ŎŀǊǊƛŜǊ Ƙŀǎ ōŜŜƴ ƛƴƧŜŎǘŜŘΣ ƛǘ 

can partake in multiple bandgap transitions, thus increasing the efficiency of devices. This is 

done using an electron injection region and a hole injection region, operating using InAs/GaSb 

broken gap junctions. When a forward bias is applied, the bandedges move, as shown in Figure 

 

 

Figure 4.9: (a) the bandgap diagram of InAs/InAsSb type-II quantum well as reported by Carrington [32], shown 
are the electron level, as well as heavy hole and light hole energy levels in the valence bands and (b) room 
temperature EL of InAs/InAsSb MQWs reported by Carrington, given as a function of driving current, this is for the 
ŘŜǾƛŎŜ ǿƘƻΩǎ ōŀƴŘŜŘƎŜǎ ŀre shown in (a).  

(a) (b) 
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4.10 (a), causing ŎƘŀǊƎŜ ŎŀǊǊƛŜǊǎ ƳƻǾŜΣ ŀƭƭƻǿƛƴƎ ŦƻǊ ǘƘŜ ΨƛƴƧŜŎǘƛƻƴΩ ǘƻ ƻŎŎǳǊΦ LŦ ŜƭŜŎǘǊƻƴ ŀƴŘ ƘƻƭŜ 

injectors are placed next to one-another and active regions either side of this, it allows for 

electrons and holes to be injected in a more uniform way than in a conventional MQW system 

[99]. A bandedge diagram incorporating an electron and hole injection region as well as W-QWs 

is shown in Figure 4.10 (b), further showing how once a charge carrier recombination occurs, 

this allows for the recycling mechanism of ICLEDs to occur. This is important in creating devices 

with high wall plug efficiency and high output power. 

 

 

Figure 4.10: (a) the operating principle of the interband cascading system and (b) how this is integrated into a 
device, utilising W-QWs [99]. 

This initial structure contained selectively doped InAs/GaSb superlattices with AlSb barriers 

which could recycle charge carriers once they had undergone one recombination. Koerperick  

et al (2008) reported an ICLED device based on InAs/GaSb superlattices grown via MBE onto n-

GaSb substrate [100]. They grew several devices with different numbers of cascading stages: 1, 

4, 8 and 16. The devices emitted around 4 m˃ for all of the different stages, with a maximum 

output power of 0.9 mW. It was shown that increasing the number of cascading stages increased 

the external quantum efficiency from a minimum of 0.36 % with 1 region, to 9.8 % with 16 

cascading regions. Similarly, Koerperick et al also reported a device with a similar design, but 

(a) 

(b) 
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different active region which emitted at 8.6 ˃m with a maximum output power of 0.6 mW [101]. 

This device had 16 stages of repeating active regions. 

ICLED devices utilising InAs/GaSb active regions have also been reported by Ricker et al (2015) 

who grew a duel wavelength device on n-GaSb substrate via MBE [102]. This device emitted at 

3.81 and 4.72 ˃ Ƴ ǿƛǘƘ ǊŀŘƛŀƴŎŜǎ ƻŦ рΦр ŀƴŘ нΦт ² ŎƳ-2 sr respectively. The device employed  

12 and 16 stage cascading region for the short and long wavelength active regions respectively. 

Zhou et al (2019) also reported an InAs/GaSb active region device grown via MBE on n-InAs 

substrate [103]. Two different devices with two and five cascading regions were grown, 

schematics of which can be seen in Figure 4.11 (a). These emitted around пΦо ˃Ƴ ŀǘ ǊƻƻƳ 

temperature with a maximum output power of 3.65 mW at 80 K and a wall-plug efficiency of  

0.2 %, these spectra can be seen in Figure 4.11 (b).  

 

 

Figure 4.11: (a) schematic of the InAs/GaAsSb ICLED reported by Zhou [103] and (b) the EL spectra for the 5-stage 
[95 ǿƘƻΩǎ ŎƻƳǇƻǎƛǘƛƻƴ ǿŀǎ ǎƘƻǿƴ ƛƴ όŀύΦ 

Incorporating both resonant cavity enhancement (as will be discussed in section 4.3) as well as 

interband cascading active regions, Díaz-Thomas et al (2020) reported an interband cascading 

device based on InAs/GaInSb type-II W-QW structures grown on n-GaSb via MBE [104]. This 

utilised a 3˂, with lambda being the maximum emission wavelength, optical cavity with a seven-

stage cascading region, with a semiconductor GaSb/AlAsSb bottom distributed Bragg reflector 

(DBR) mirror and a dielectric ZnS/Ge top DBR. This device gave room temperature emission at 

3.3 ˃ m with an output power of 60 ˃W, the spectra purity of the room temperature emission 

was greatly increased by the resonant cavity. Díaz-Thomas et al (2025) have also reported an 

interband cascading device in a resonant cavity which has been integrated onto silicon, emitting 

around 3.4 µm [105]. Showing the possibility for high performance III-V interband cascading 

devices to be integrated onto Silicon. W-QWs have further been utilised in the creation of ICLEDs 

by Kim et al (2018) [106] at the Naval Research Laboratory. In this, a 22-stage device was created, 

(a) (b) 
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which emitted light at 3.1 ˃ m with an output power of 2.9 mW and WPE of 0.4 %. This is an 

ƛƳǇǊƻǾŜƳŜƴǘ ƻƴ ǘƘŜ ƎǊƻǳǇΩǎ ǇǊŜǾƛƻǳǎ ƛǘŜǊŀǘƛƻƴǎ ƻŦ ǘƘŜ L/[95Σ ǎǳŎƘ ŀǎ !ōŜƭƭ Ŝǘ ŀƭΦ ǿƘƻ ǊŜǇƻǊǘŜŘ 

a similar structure with 15-stages which emitted light at 3.3 ˃m with a continuous output power 

of 1.6 mW. The work on ICLEDs is largely built on the research which has come out of the Naval 

Research Laboratory in the US ς partially discussed above ς who pioneered the interband-

cascade laser. They first reported room temperature operation of a device grown on n-GaSb in 

2006, making use of W-QWs to obtain a device emitting between 3.3 ς 3.6 ˃ m [107].  

4.3. Resonant cavity LEDs 

RCLEDs were first reported by Schubert et al (1992), who grew a near infrared device on n-GaAs 

substrate via MBE [108]. This device consisted of an AlAs/AlGaAs 99% reflectance bottom DBR 

mirror, with a ˂  cavity consisting of n and p doped AlGaAs and a metallic semi-transparent top 

contact used as a top-mirror. This device gave room temperature emission of 862 nm with an 

output power of ~ 200 ˃W. The practical benefits of resonant cavity devices were also outlined. 

These are: enhanced spontaneous emission, including decreased spontaneous lifetime for 

carriers; improved light extraction due to a higher proportion being emitted through the top of 

the device; and an improvement in the spectral purity of the emission. The enhancement of 

spontaneous emission is described by the transfer matrix method (TMM) [109], this utilises the 

semi-transparent DBRs to cause constructive interference throughout the cavity. An example of 

how this occurs when the DBR layers and active region cavity are designed correctly can be seen 

in Figure 4.12, whereby having a 12.5 pairs and 4 pairs of GaSb/AlAsSb mirrors on the bottom 

and top respectively can lead to an enhancement factor of ~12.5 in the cavity. A mid-infrared 

RCLED was then reported by Green et al (2004), grown via MBE on n-GaAs substrate [110]. This 

contained an InAs/InAsSb MQW active region with p-i-n doping, which itself acted as a 3˂/2 

cavity. The top contact acted as a 95 % reflectivity mirror, an epitaxial DBR mirror was grown 

below the active region with a GaAs/AlAs R < 95 % to act as a lower reflectivity mirror. This 

meant that the device emitted light through the substrate. This device gave room temperature 

emissions of 3.96 ˃m, the output power was reported to be ~2.2 times larger than that of a LED 

not in a cavity. 
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Figure 4.12: A diagram showing how a ˂/2 cavity with ˂  /4 GaSb/AlAsSb mirrors can be utilised to amplify the 
electric field passing through them via constructive interference, as described by the transfer matrix method 

(TMM). 

Ducanchez et al (2008), from the research group in Montpellier, France, reported an RCLED 

device based on a type-I InGaAsSb/AlGaAsSb active region grown via MBE onto GaSb substrate 

[111]. This device used epitaxially grown lattice matched GaSb/AlAsSb0.93 DBR mirrors for both 

the top and bottom mirrors. The bottom mirror had five periods and the top three, creating a 

surface emitting device, the structure of which can be seen in Figure 4.13 (a). The active region 

contained 4 QWs placed at the antinode points of a 3/˂2 cavity. This device gave a room 

temperature emission of 2.3 ˃m, the spectra of which can be seen in Figure 4.13 (b). An output 

power of 0.4 mW was measured with an injection current of 800 mA. A tunnel junction was also 

employed in the structure, meaning the entire device could be n-doped, which gave better 

electrical performance than having a p-doped top mirror. 

 

  

(a)  

Figure 4.13: (a) a schematic of the substrate emitting MIR-RCLED reported by Ducanchez  [111]  and (b) current 
dependant EL spectra from the device at room temperature. 

(b) 

/ µm 
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Meriggi et al (2015) reported a RCLED grown on GaAs substrate with a GaSb buffer region via 

MBE with a AlInSb bulk active region [112]. The AlInSb active region doubled as a cavity, with a 

5 pair AlSb/GaSb DBR below the active region, giving a reflectivity of 65 %, the top mirror was 

the semiconductor-air interface. This device emitted at 4.2 m˃ with EL three times brighter than 

a control device which was not in a cavity.  

Also in this wavelength range, at Lancaster University, Al-Saymari et al (2020) reported a RCLED 

emitting at 4.5 ˃ m utilising lattice matched GaSb/AlAsSb DBR mirrors and an InAsSb cavity 

grown via MBE on GaSb substrate [113]. This device had ~ 1 % strained type-I InAsSb wells, in 

lattice matched AlInAs barriers. An AlSb electron blocking barrier was also utilised to prevent 

charge carrier leakage. Because the mirrors were grown lattice matched to the substrate, more 

could be grown than on previous RCLED devices without relaxation occurring, meaning a higher 

spectral purity. The doping profile of this device was n-type bottom InAsSb cavity with an 

undoped active region, then a p-doped top half of the cavity which is followed by a p-doped top 

5.wΦ ¢Ƙƛǎ ƛǎ ǎƻ ǘƘŀǘ ŜƭŜŎǘǊƻƴǎ ŘƻƴΩǘ ƘŀǾŜ ǘƻ ōŜ ǇǳǎƘŜŘ ǘƘǊƻǳƎƘ ǘƘŜ Ƴŀƴȅ ǊŜǇŜŀǘǎ ƻŦ ǘƘŜ ōƻǘǘƻƳ 

DBR which would result in adverse electrical characteristics. This leads to a top-top contact 

configuration being used, part of the bottom half of the cavity is used as a bonding pad, and the 

top DBR is used as the mesa structure which is then contacted. The bottom DBR contained  

13.5 pairs of mirrors and the top 4.5 pairs, this can be seen in Figure 4.14 (a). This resulted in the 

room temperature output power being 13 times higher than that of an LED which was not in a 

resonant cavity. The temperature dependant EL for this device can be seen in Figure 4.14 (b). 

Al-Saymari  et al (2023) also reported a RCLED grown via MBE onto InAs substrate with 

AlAsSb/GaAsSb DBR mirrors [114]. This device had an InAs/GaAsSb SLS active region with an 

 

 

Figure 4.14: (a) the structure of the RCLED device grown on GaSb reported by Al-Saymari [113] and (b) the 
temperature dependant EL spectra of that RCLED. 

(a) (b) 



74 
 

AlSb/GaSb SLS electron barrier contained in an InAs cavity. The bottom DBR consisted of 13.5 

pairs and the top, 5 pairs, this led to a spectrally pure EL emission at room temperature with a 

peak at 4.6 ˃m. 
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4.4. Summary and outlook 

In this chapter, different structures used to create mid-infrared LEDs in the 2 ς 5 ˃ m wavelength 

range have been discussed, the devices and their emission output power can be seen in Table 

9.1 in section 9.1. The devices are displayed in graphical form in Figure 4.15, comparing 

wavelength and output power for different types of devices. From this, it is clear that generally, 

as the emission wavelength of the device is increased, the output power falls. With the 

difference between a 2 ˃m and a 5 ˃m device being ~ 100. This is due to an increase in non-

radiative recombination processes for devices with smaller bandgaps, however, this can be 

supressed using various band-structural engineering techniques. However, comparing the 

output power of structures can be futile. Various technologies have been utilised which 

significantly increase the output power of longer wavelength devices, such as the W-QW ICLED 

developed by Kim et al. at the Naval Research Laboratory in the United States of America, 

emitting at 3.1 ˃ m as seen in Figure 4.15. Moreover, this does not consider the internal or 

external efficiencies of the device, or the spectra purity. There is a plethora of characteristics 

which make for a high-performance LED, which can decrease the output power of a device, but 

give it a specific use characteristic. 

 

Figure 4.15: graph showing the output power of the devices discussed in this chapter as a function of the peak EL 
wavelength with. The data is displayed in Table 9.1 showed in section 9.1, where all of the devices which have value 
in the output power column are included in the graph above. A linear regression fit is also shown, giving a general 
trend of output power as a function of wavelength. 
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 To achieve emission of < 3.5 µm, a type-I device should be used, this is clear from Figure 4.15. 

Section 4.2.2, showed that AlGaAsSb/InxGaAsySb with x = 0.15 ς 0.4 and y = 0.05 ς 0.2 can be 

used to achieve emissions < 3 m˃. To get emission > 3 ˃m, quintenary barriers can be used or 

high In wells with GaSb barriers. In these type-I devices, strained active regions are used to 

supress Auger recombination due to the degeneration of valence band states. For emission 

> 3.5 ˃ m, type-II devices have to be employed, InAs/GaSb and InAs/InAsSb devices have both 

been shown to give emission in this range, going as high as 8 m˃. The type-II configuration is 

also beneficial in that it reduces non-radiative Auger recombination due to elimination of certain 

processes due to spatially separate charge carrier confinement. Moreover, Ga-free InAs/InAsSb 

also have been shown to reduce non-radiative SRH recombination due to the removal of native 

defects around the Fermi level. 

RCLEDs have been utilised to improve the spectral purity of LEDs, as well as the extraction 

efficiency of the devices. Different active regions can be incorporated into a RCLED to tailor the 

emission; the emission profile can be changed by varying the number of DBR repeats on the top 

and bottom mirrors. They have been demonstrated over a wide range of emissions, from 2 up 

to 5 ˃ m. 

Interband cascading has also been utilised to improve the performance of devices, largely using 

type-II InAs/GaSb based active regions. It was shown that by increasing the number of stages in 

an ICLED the output power can be increased for the same driving current. It is possible to create 

ICLED devices which have a much higher output power than non-cascading devices as shown in 

Figure 4.15. 

III-V materials have been shown to produce high quality LEDs with high output powers across 

the mid-infrared spectrum; the best performing devices are represented by W-QW based ICLEDs 

and InGaAsSb type-I QWs. This is an extremely competitive field with lots of high-quality 

research being constantly published, however, there are still many challenges that are yet to be 

overcome. Although complex structures which create higher output and efficiencies are being 

created, more complex structures are more difficult to grow, requiring longer growth processes 

and costing significantly more. This gives ample room for developing methods to simplify this 

growth process whilst still increasing the performance of devices. 

The development of these is crucial for many well-established applications such as greenhouse 

and/or industrial gas sensing as well as chemical sensing for compounds such as glucose. Novel 

applications for mid-infrared radiation are constantly being found, an example being the sensing 

of black plastics as will be discussed in section 5. Research into glucose sensing [115] has been 
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conducted and photodiode arrays based on GaSb alloys have been created in this spectral region 

[116]. Detection of C-H bonds in non-polymer based molecules [109] has further been realised 

using this material system. Furthermore, a Lithuanian company, Brolis, have utilised MIR sensing 

in the monitoring of dairy products with their Herdline range [117]. This has also been used in 

the monitoring of dairy products in published work [118, 119]. Moreover, research into growth 

on Silicon is crucial for the development of integrated MIR photonics; resonant cavity devices 

and plasmonics [120] also show great promise. 
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5. A material social outlook on plastic and the current end of its life 

5.1. Lexicon 

In this chapter, several terms will be used which are specific to the framing of the work. They 

are defined as follows. 

Embodied energy: the amount of energy required to create an object from a raw material. The 

starting point of where this quantity is measured from is subjective, i.e. the researcher could 

choose any point in time to begin their energy analysis of the material. None-the-less, it can be 

set at a point which can be useful when comparing different processes to make the same object 

or comparing different objects which do the same thing ς i.e. internal combustion vs. electric 

vehicles. 

Energy loss: the amount of energy inputted into a process, but which does not contribute to the 

final outcome. For example, energy lost to noise when boiling water. 

Waste: a period defined by a prolonged state of un-use of an object; for example, objects in 

landfill. This is a liminal space in which an item may degrade to varying extents but can also be 

bought out of that space to be made use of again. 

Biproduct diversion: when a product of a production process which is not included in the final 

ǇǊƻŘǳŎǘ ƛǎ ǳǎŜŘ ƛƴ ŀ ǿŀȅ ǎǳŎƘ ǘƘŀǘ ƛǘ ƛǎ ƴƻǘ ƛƴ ŀ ǎǘŀǘŜ ƻŦ άǿŀǎǘŜέΦ 

Cradle-to-cradle analysis: the analysis of a material which is continually used ς not necessarily 

always in the same product. 

Dirigability: a state of steerability ς commonly used in terms of boats. However, in this chapter, 

it will be thought of in terms of energy - i.e. how it can be transferred. In the context of products 

ς the different ways in which they can be used, both during and aftŜǊ ǘƘŜƛǊ άƭƛŦŜέΦ 

PESTLE analysis: analysing systems in terms of: political, economic, social, technological, legal 

and environmental implications. 

5.2. An overview of plastics 

Long chains of identical monomers ς molecules based on carbon and hydrogen with other 

elements depending on the specific monomer ς known as polymers are the main constituents 

ƻŦ ǇƭŀǎǘƛŎǎΦ !ŘŘƛǘƛǾŜǎ ƪƴƻǿƴ ŀǎ άǇƭŀǎǘƛŎƛǎŜǊǎέ ŀǊŜ ƻŦǘŜƴ ŀŘŘŜŘ ǘƻ ǘƘŜ ǇƻƭȅƳŜǊΣ ǘƘese plasticisers 

give the plastics certain properties which are generally beneficial to their use cases [121]. The 

polymer with the addition of plasticisers is what is commonly known as a plastic. Some natural 

plastics exist, such as rubber [122]; however, the in the modern conception and in common 
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parlance, the term plastics are generally used to refer to synthetic plastics. Plastics were first 

synthesised in 1862 by Alexander Parkes, it was marketed as an alternative to ivory and horn for 

decoration, as well as shellac for waterproofing [123]. The material developed steadily over the 

next century; the advent of the Second World War accelerated the rate of research into the 

material. In the 1950s, the market for materials such as: polyester, polypropylene, high-density 

polyethylene and polystyrene grew significantly due to the realisation of their utility [123]. Since 

then, the production of plastic has increased by ~8.3% every year from 1.7 Mega tonnes (Mt) in 

1950, to 348 Mt in 2017. It is estimated that in this time, around 9.2 billion tonnes of plastics 

have been produced [16]. Since 2017, this trend has continued; however, the rate of production 

increase in 2020 was lower due to the changing requirements of production due to the 

coronavirus pandemic. Even during that time the amount of plastic produced still increased from 

previous years ς in 2021 390.7 Mt of plastics were produced [124].  

Plastics are used in the creation of a plethora of different types of commodities in a wide range 

of sectors; generally, most commodities will have a variant that is made from plastics, ranging 

from coffee cups, to fishing line, to building material [124]. Plastics have replaced many 

materials in a variety of different fields since their mainstreaming. In medicine, almost all tools 

contain plastics, this is due to them being highly malleable; easily sterilised and cheaper to 

produce than other types of materials [126]. In packaging, their low weight and durability have 

resulted in them becoming the main type of packaging material. In farming, the use of plastic 

mulch films ς although having unknown long term effects to the environment and soil ς has led 

to higher crop yields, earlier harvests, improved fruit quality and decreased water consumption 

in the sector [127]. Plastics are also now used in a number of other industries [128]. The share 

 

Figure 5.1: Pie chart showing the portion of plastic which is used for different purposes as of 2020 [125]. 
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of different sectorsΩ use of plastic can be seen in Figure 5.1, primarily showing that 40 % of all 

plastic produced is used in packaging. 

Different commodities made of plastic take different amounts of time to decompose based on 

the specific plastic/polymer used and the structure of the commodity. Plastic bags and coffee 

cups take around twenty and thirty years respectively, whereas plastic bottles and coffee pods 

can take four-hundred and five-hundred years respectively [129]. Despite this, the average 

amount of time that most plastic packaging is used ς including coffee cup lids and plastic bottles 

ς is under a year. With some single-use items often being discarded within minutes of the goods 

being purchased. Electronic goods are used for between five and fifteen years and building 

material between twenty-five and fifty years. From this, it is clear that there is a large 

discrepancy between how long plastic materials are used for, and how long it takes them to 

break down [16]. Due to this longevity of the material, plastics must either be reused until the 

polymer material system breaks down; recycled so that the material can be used to create a new 

commodity, or discarded, entering a state of waste as the material still has the potential to be 

used. These three fates plastics can have will be discussed in this chapter, including their larger 

ramifications, what is currently being done about this, and what can be done to mitigate 

negative effects in the future. In turn, to understand this, it is important to holistically 

understand the broader life that plastic takes. 

5.3. The life of plastic 

When considering the life of plastic, three elements will be considered. These are: the material 

itself; the energy which goes into making it and the energy contained within the plastic. When 

considering the material, it is useful to use the framework of cradle-to-cradle [130], this is a 

philosophy which states that all material should go back into the production process. Seeing 

ǿƘŀǘ ǿŀǎ ƻƴŎŜ ŎŀǘŜƎƻǊƛǎŜŘ ŀǎ άǿŀǎǘŜέΣ ŀǎ ƳŀǘŜǊƛŀƭ ŦƻǊ ƴŜǿ ǇǊƻŘǳŎǘƛƻƴΣ ƎƛǾƛƴƎ ŀƴ ƻǇǇƻǎƛƴƎ 

viewpoint to how most current production works. When considering energy, there are two 

things to consider, the energy that went into creating the material through the production 

process and the energy which can be extracted, or the available/transferrable energy. Also, this 

is energy that can be transferred from the material into another form (kinetic, thermal, etc.). 

The energy used to create the material can be defined by processes such as polymerisation, 

transportation etc. This would be referred to as the embodied energy which cannot be extracted 

from the material. Because plastic is such a unique material system, the transferrable energy 

which is physically contained within it is dirigible ς i.e. it can be directed in different ways based 

on how it is treated at various points in its life cycle. However, the embodied energy of the 
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plastic is non-dirigible, it is an energy investment into a material, and how that material is 

treated outlines how useful that investment will prove. At different points in the life-cycle of 

plastic, each of these view points of the material are considered [131]. How plastics are acted 

upon during the different stages of their life gives a large view of different political, economic, 

environmental and philosophical outlooks on society at large. The material systems life will be 

divided up into three general stages: birth, life and end-of-life, these will be discussed. 

5.3.1. Birth 

For a plastic to be created, it must be processed from crude oil ς the initial constituent raw 

material. Crude oil is naturally produced liquid petroleum, which accumulates in porous rocks in 

ǘƘŜ ŜŀǊǘƘΩǎ ŎǊǳǎǘ [132]. It is made up of a plethora of hydrocarbons ς monomers of different 

lengths which have a variety of different uses, from long-chain with uses as bitumen for surfacing 

roads, all the way up to short-chain refinery gas. These different types of hydrocarbons are 

separated by distillation, a process of separating material by molecular weight.  

A diagram showing this process is given in Figure 5.2, this outlines how distillation can be used 

to sort the constituents of crude oil, as lighter elements distil further up, and heavier ones stay 

near the bottom of the vat. One of the products of distillation is naphtha, this is the raw material 

which is used to create plastic. Naphtha then goes through a process known as polymerisation, 

a process by which shorter length hydrocarbon monomers are re-arranged by various different 

processes to create long, repeating chains of hydrocarbons, known as polymers [134]. Through 

 

Figure 5.2: a diagram showing the distillation of crude oil into its constituent parts, with the temperature of each 
part of the distillation chamber being show[133]. 
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different processes and adding in different chemicals, it is possible to create any polymer via this 

process.  

Polymers are then transformed into plastics by adding various compounds, this gives them 

different properties, such as flame retardance, elasticity, toughness etc. This is done by various 

processes with various compounds which are too numerous to list here but can be found in the 

polymer application database [135]. This list is however incomplete, new additions are 

constantly being added due to vast amounts of research and development in the field, much of 

which is beyond the scope of this project. However, at the end of the plasticisation process, 

plastics are formed into small pieces ς known as pellets or nurdles ς usually no more than a few 

cubic millimetres. These pellets are then shipped from the plastic producer, to companies/state 

entities which creates commodities out of plastic, different production techniques such as 

injection moulding are used in this process [136]. As of 2020, 90% of all plastic being produced 

were virgin plastic, accounting for 6% of global oil consumption, furthermore, the production 

process accounts for most Anthropocene greenhouse gas emissions [137]. 

5.3.2. Life 

Here, the life of a plastic commodity is defined as the time period from when the commodity 

starts being used by a user, users or larger population, to when the user(s) ceases using it with 

no intension of re-use, or in the case of industrial/infrastructural plastics, they have to be 

replaced or are no longer usable. The ceasing of use by a user(s) is normally categorised by the 

commodity being placed in some sort of waste disposal system, such as general waste bin or 

recycling bin/collection site of some sort. 

Because of the variety of different plastics which are present in the modern economy with 

different uses ς as discussed earlier in the chapter ς the form which the life of the plastics take 

can be vastly different, from plastic packaging to building materials. It is in this phase, that the 

use value of the plastics is  realised, i.e. the value obtained from using the plastic item over not 

using it, this can come in many forms, such as promoting higher yields in agricultural practice or 

making foods have a longer shelf life [138]. This value is somewhat arbitrary and difficult to 

quantify, however, the fact that they are used, implies that they have a high use value over other 

commodities. How plastics are used is not relevant to this this discussion, as it is concerned with 

how plastics are treated at the end of their life and how to extend this period of life. 
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5.3.3. End-of-life 

The end-of-ƭƛŦŜ ƻŦ ŀ ǇƭŀǎǘƛŎ ƛǎ ŘŜŦƛƴŜŘ ŀǎ ǘƘŜ ǘƛƳŜ ǇŜǊƛƻŘ ŀŦǘŜǊ ǘƘŜ ǇƭŀǎǘƛŎǎΩ ƭƛŦŜΤ ǘƘƛǎ ǿƻǳƭŘ 

generally be when it stops being used due to breaking or for its purpose having been fulfilled. 

Especially in the case of single use, not using it anymore ς such as plastic packaging for food 

once the food has been used. How plastic is treated at this point determines how much extra 

economic utility can be extracted from the material than was intended when the commodity 

was originally made. At the end of life of a plastic, they are commonly categorised as waste; 

here, waste will not be framed as a state in which something automatically becomes, but a 

temporary state which something can be bought out of. 

!ƭǘƘƻǳƎƘ ƴƻǘ ǎǇŜŎƛŦƛŎ ǘƻ ǇƭŀǎǘƛŎΣ ǘƘƛǎ ŎƻƴŎŜǇǘ ƛǎ ŦƭŜǎƘŜŘ ƻǳǘ ƛƴ ά/ǊŀŘƭŜ-to-cradle: re-making the 

ǿŀȅ ǿŜ ƳŀƪŜ ǘƘƛƴƎǎέ ōȅ .ǊŀǳƴƎŀǊǘ ŀƴŘ aŎ5ƻƴƻǳƎƘ [130]. IŜǊŜΣ ǘƘŜ ƛŘŜŀǎ ƻŦ άƴǳǘǊƛŜƴǘ ŎȅŎƭŜǎέ 

ŀǊŜ ŜȄǇƭƻǊŜŘΣ ǿƛǘƘ ǘƘƛǎ ŎȅŎƭŜ ŎƻƴǘŀƛƴƛƴƎ ŀ άƴǳǘǊƛŜƴǘέ ŦŜŜŘ ŀƴŘ άƳŜǘŀōƻƭƛǎƳέ ƳŜŎƘŀƴƛǎƳΦ ¢ƘŜ 

simplest way of understanding this is by the natural cycles, the example used in the text is a 

cherry blossom tree, the process of the tree growing a cherry creates blossom, which is not part 

of the cherry itself. In one way, the blossom is a waste product, however, once it has served its 

purpose, it will fall to the ground, decompose and then become fertiliser for new plants ς even 

the cherry tree itself. As a part of the natural world, humans came from this biological cycle, 

with early hunter-gatherer era humans producing things which could be directly discarded in 

the environment and break down as nutrients for that environment. However, as human society 

developed into an agricultural one and through many various stages into an industrial one, the 

level of anthropogenic manipulation of the environment increased. It is now largely accepted 

that we live in what would be described as the Anthropocene era, marked by large scale human 

manipulation of the natural environment. This is seen to largely have started at the advent of 

the industrial revolution [139], however, there is debate on when this definition would have 

started, with some sources claiming it could be defined earlier. This was to account for a larger 

number of people living closer together in one permanent settlement. In the current agricultural 

sector, most of the nutrients in the soil come from artificial fertilisers which have many adverse 

environmental effects, including: increase in soil erosion and draining of the natural nutrients 

from the soil over time. Some of this is due to a divergence from the natural cycle of crop 

rotation which used to be common in pre-industrial agriculture, a process which naturally 

replenishes soil nutrients. This is an example of humans diverging from reaping what can be 

ŀŎŎŜǎǎŜŘ ōȅ ǳǎ ŦǊƻƳ ǘƘŜ άƴŀǘǳǊŀƭέ ǿƻǊƭŘΣ ƛƴǘƻ ƻƴŜ ǿƘŜǊŜ ǿŜ ŎƻƭƭŜŎǘƛǾŜƭȅ ƳƻǊǇƘ ǎŀƛŘ ƴŀǘǳǊŀƭ 

world so that it provides for us. But the morphing requires the use of concentrated chemicals 

which otherwise would not occur in nature. This outlines the idea of biological and technical 
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nutrient cycles. Biological nutrient cycles are those which occur in nature ς without 

anthropogenic influence ς as outlined by the cherry blossom example. Technical nutrients are 

those which are anthropogenic and used to make technical commodities. The earliest example 

of a technical commodity is metal, which does not naturally decompose and has to be created 

via an arduous process ς not just shaped as in the case of stone. 

When separated, it is easy to dispose of biological and technical nutrients. Biological nutrients 

naturally decompose back into biological cycles. Technical nutrients are more complex to bring 

back into a cyclical process, but it is possible ς recycling of plastics or paper is an example of this. 

In cradle-to-cradle, it is exemplified how many processes which are currently viewed as 

ǇǊƻŘǳŎƛƴƎ άǿŀǎǘŜέΣ ŀǊŜ ƻƴƭȅ ǎǳŎƘ ōŜŎŀǳǎŜ ƻŦ ǘƘŜ ŘƛŦŦƛŎǳƭǘȅ ƛƴ ǎŜǇŀǊŀǘƛƴƎ ǘƘŜ ŎƻƴǎǘƛǘǳŜƴǘ ǇŀǊǘǎΦ 

Human excrement (a biological product which can be used as fertiliser) becomes waste because 

it is treated with chemicals which sanitise most of it but mix biological and technical nutrients. 

This is further exemplified by the mixture of technical nutrients, when a car or television comes 

to the end of its life and they are scrapped, all of the materials are separated by type (i.e. metal, 

plastic, etc). However, this greatly reduces the ability to create high quality material from these 

άƴǳǘǊƛŜƴǘǎέ because of the difficulty in separating the different materials. This chapter of the 

book suggests a design side solution to this problem, whereby technical items can be more easily 

ǎŜǇŀǊŀǘŜŘ ƛƴǘƻ άǘȅǇŜέΣ ƛΦŜΦ ǎǘŜŜƭ ŀƴŘ ŎƻǇǇŜǊ ǊŀǘƘŜǊ ǘƘŀƴ Ƨǳǎǘ ƳŜǘŀƭΦ  

 This shows that waste is currently a categorisation of post-use ς commodities are thrown away 

when the use that they are framed for is finished. This is different for various commodities but 

generally plastic is expected to have a finite use-life, whereby after, it can be discarded. This is 

ƛƴŎƻǊǇƻǊŀǘƛƴƎ ǘƘŜ ƛŘŜŀǎ ƻŦ ¢ƘƻƳǇǎƻƴ ƛƴ Ƙƛǎ ōƻƻƪ άwǳōōƛǎƘ ǘƘŜƻǊȅέ [140], outlining the idea of 

value as a mutable social relation which is not inherent to the object itself. Further incorporating 

the notion that the greater labour, which is exacted on a commodity, the greater its value will 

be. To extend this idea, plastics go into the liminal state of waste because their use-value has 

been fully extracted. However, when viewing waste as a period of unuse, where given the 

correct tools and facilities, the material categorised as waste, can be bought back into use at 

various levels. These two different ways of viewing plastics at the end of their life, are analogous 

to death and rebirth, categorising a linear and circular economy respectively. This links back to 

the ideas outlined in cradle-to-cradle, as this is bringing material back out of a transient state of 

waste, and into one of use. This is one of the fundamental principles of all circular economic 

theories. 
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5.3.3.1 Death ς linear economy 

The linear economy is definition of a type of economy in which commodities are produced, used 

and then put into permanent un-use, this can be through various mechanisms, but the material 

does not re-enter the economy in a way in which it could have a positive impact. As mentioned 

previously, over time, plastics break down becoming smaller polymer chains and eventually 

microplastics. Microplastics have been found all over the environment, from oceans to the tops 

of mountains, and most recently, in the human body [141]. This is not surprising as up to 3% of 

plastics produced every year end up in the ocean [125] where when they break down, it is easy 

for the biproducts to be spread worldwide. Moreover, those which are disposed of by official 

means ς i.e. waste collection services ς end up in landfill or being incinerated, commonly known 

as a take-make-waste economic model [142]Φ ¢Ƙƛǎ ŎƻƳŜǎ ŦǊƻƳ ǘƘŜ ƛŘŜŀ ƻŦ άǘŀƪƛƴƎέ ǾƛǊƎƛƴ 

resources, producing commodities from them ς ƛΦŜΦ άƳŀƪƛƴƎέ ŀƴŘ ǘƘŜƴ άǿŀǎǘƛƴƎέ ǘƘŜƳΣ ŀǎ ǘƘŜȅ 

are discarded, not to be used again. It is called linear as the life of plastic in this sense can be 

plotted linearly on a timeline, this can be seen in Figure 5.3, whereby each stage proceeds the 

other with a clear start and finish point. 

 

Figure 5.3: flow chart showing how the linear economy works. Showing the different stages of production, use 

and un-use going linearly from one to another. 

The final section in the flowchart in Figure 5.3, un-use, can encompass a variety of different 

fates. For example, the majority of plastics are sent to landfill [16], this is certainly classed as un-

use as the material is still there, it is just not being used by anyone. Incineration would also be 

classified as this, although this is usually used as energy recovery, i.e. using the plastic as fuel for 

a power station. It still ends up with the material being used once more and is then unable to be 

used again ς ŀǎ ƛǘ Ƙŀǎ ōŜŜƴ ƛƴŎƛƴŜǊŀǘŜŘΦ ¢Ƙƛǎ ƎƛǾŜǎ ŀ ŦƛƴƛǘŜ ƭƛŦŜ ƻƴ ǘƘŜ ŜƴŜǊƎȅ άƛƴǾŜǎǘƳŜƴǘέ ƳŀŘŜ 

by creating the plastic in the first place, which is then either not used or destroyed. Therefore, 

the linear economy is one which requires constant production from virgin material ς crude oil in 

this case ς if it wants to continue creating new commodities. Although certain open loop 

processes occur, i.e. the current form of recycling, a linear economy does not rely on this for its 

general production. The open loop process of recycling is one whereby some materials are put 
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back into the economy but then follow the same linear use pattern and are often discarded at 

the end of this re-entering. From when plastics were first industrially created, until around the 

1980s, they were disposed of in a completely linear manner with commodities going to land-fill 

sites after their use, in 2019 around 57% of plastics went to landfill sites [143]. Aside from the 

environmental problem of burning or discarding plastics in landfill, crude oil is a finite resource 

which takes millions of years to form from organic matter. Because of this, using it at such a rate 

puts serious strain on the quantity of crude-oil supply that there is in the natural world. As more 

is used, supply has to be taken from more ecologically sensitive areas through more geologically 

harmful methods. 

5.3.3.2 Rebirth ς circular economy 

The circular economy is defined in opposition to the linear economy, so whereas the linear 

economy has a clear start and end point; in a circular economy after the start point, materials 

are kept in the economy via a plethora of different processes. Although there is always loss in 

any system, in a circular economy one principle is that this should be minimised. One definition 

of the circular economy isΥ ά! ǎȅǎǘŜƳǎ ǎƻƭǳǘƛƻƴ ŦǊŀƳŜǿƻǊƪ ǘƘŀǘ ǘŀŎƪƭŜǎ Ǝƭƻōŀƭ ŎƘŀƭƭŜƴƎŜǎ ƭƛƪŜ 

climate change, biodiversity loss, waste and pollution. It is based on three principles, driven by 

design: eliminate waste and pollution, circulate products and materials (at their highest value) 

ŀƴŘ ǊŜƎŜƴŜǊŀǘŜ ƴŀǘǳǊŜΦέ [144]. 

Although other schools of thought do exist which critique this exact definition and use their own. 

Lƴ ƻǘƘŜǊ ƭƛǘŜǊŀǘǳǊŜΣ ƛǘ ƛǎ ŘŜŦƛƴŜŘ ŀǎ ά!ƴ ƛƴŘǳǎǘǊƛŀƭ ǎƻŎƛŜǘȅ ǘƘŀǘ ƛǎ ǊŜǎǘƻǊŀǘƛǾŜ ōȅ ƛƴǘŜƴǘƛƻƴ ŀƴŘ 

design which utilises ecosystem cycles in economic cycles by respecting their natural 

ǊŜǇǊƻŘǳŎǘƛƻƴ ǊŀǘŜǎέ [145]. In order to achieve the goals of a circular economy, there are a 

multitude of material cascading mechanisms which take materials after they have been used or 

bi-products of certain industrial processes and re-purposes them so that they can be put back 

into the supply chain, this is outlined in Figure 5.4.  
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This is particularly important for plastics from petroleum-based sources, as the replenishment 

rate of petroleum is millions of years, so any resource which are extracted should be used as 

much as possible, a practically infinite number of times. This is because it maximises the 

embodied energy in the system as well as minimising the virgin material used. It is clear that the 

circular economy is an inversion of the linear economy, this is because the linear economy has 

a clear ς and permanent ς state of un-use. Whereas in the circular economy, as much of the 

material produced as possible, once in a state of un-use, will be put back into the production 

chain. 

¢ƘŜ ǘŜǊƳ άǊŜŘǳŎŜΣ ǊŜǳǎŜΣ ǊŜŎȅŎƭŜέ Ƙŀǎ ƻŦǘŜƴ ōŜŜƴ ǳǎŜŘ ǘƻ ŘŜǎŎǊƛōŜ ǘƘŜ ƛƴŘƛǾƛŘǳŀƭ ƻǳǘƭƻƻƪ ǘƘŀǘ 

we ought to have with plastics [146]. This continues to define our attitude in how the problem 

should be tackled. Although individuals can only do so much to help with the economy as a 

whole, the good attitude of individuals within a larger system which itself works towards the 

goals of circular economy is vital in its creation. The first term, reduce, is a critical one for 

individual habits; however, as a systematic approach, it is less so. In general, plastics should be 

eliminated where possible, this is because even with a reduction in the amount of plastic which 

goes into a design, there will always be some leakage into the environment and their creation is 

a carbon positive process. The use of plastics in industries such as: farming, construction and 

medicine ς as discussed earlier in this chapter ς rely greatly on plastics. The removal of plastics 

 

Figure 5.4: the so-called "butterfly diagram" showing the mechanisms by which materials can be cascaded from 
consumer or user back up the supply as to be used again. The leakage mechanisms are also outlined [144]. 
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from such industries would have some predictable catastrophic effects and many unforeseen 

consequences, society as it currently exists would have to be completely redesigned to 

accommodate this. Therefore, as a systematic approach, reducing cannot be applied to fix the 

problems caused by plastics currently, despite it being able to alleviate some of the worse 

effects. The idea of reusing is trivial, rather than discarding objects after their useful or intended 

lifetime has come to an end, they should be re-used to do the same task or repurposed to do a 

different one. This can be seen from the UK government putting a tax on the sale of single-use 

plastic bags ς whereas before they could be given out for free. From when the tax came in, the 

use of single-use plastic bags dropped by a factor of 6, with the highest reduction of the bags 

annually being 59% [147]. This shows the efficacy of re-using on reducing the amount of 

problematic plastics which caused a large amount of pollution [148]. Despite these reductions 

in single use plastic bags, the UK ban as well as various countries around the world who have 

implemented similar bans have found that there are several unexpected and unintended 

consequences. These include: companies using non-plastic, single use bags which are more 

energy demanding to produce; the prevalence of thicker reusable bags being used in the same 

manner as single use plastic bags; black markets appearing in several countries, and more [149].  

The third, and final term of the phrase, recycle, is one which is much more complex compared 

to the others, and has an abundance of technical, political and social issues surrounding it. The 

specific of recycling as a mechanism for reusing polymer materials will be discussed in section 

5.3.5. Recycling is defined as a process of recovery and reprocessing of materials for the creation 

of new material/ commodities [150]. Although recycling is not a solution which will itself bring 

about a circular economy, it is an important component in a larger system which would 

constitute a circular economy. This can be seen in Figure 5.4, with recycling being the mechanism 

by which material that has been collected can be placed back into the production process ς in 

the initial manufacturing stage. 

5.3.4. Comparison of linear vs. circular economic methods 

In the case of plastic, after an item has been used and the user has no need for it anymore, once 

it has been discarded, it is generally referred to ς and shall be here ς as waste. There are three 

broad categories of how plastic waste can be dealt with, these are: discarding, recycling and 

incineration. Discarding is defined as when plastic is sent away ς usually to landfill ς where there 

are no reclamation efforts, recycling is defined as when plastic waste is re-processed so that it 

can be used again. IncƛƴŜǊŀǘƛƻƴ ƛǎ ǿƘŜƴ ǇƭŀǎǘƛŎ ƛǎ ōǳǊƴŜŘΣ ǘƘƛǎ ƛǎ ǎƻƳŜǘƛƳŜǎ ǊŜŦŜǊǊŜŘ ǘƻ ŀǎ άŜƴŜǊƎȅ 

ǊŜŎƻǾŜǊȅέ ŀƴŘ Ŏŀƴ ōŜ ǳǎŜŘ ǘƻ ŎǊŜŀǘŜ ŜƭŜŎǘǊƛŎƛǘȅΣ ƘƻǿŜǾŜǊΣ ƛǘ ŎǊŜŀǘŜǎ ǘƻȄƛŎ ŦǳƳŜǎ ǿƘƛŎƘ ƛƴŎƭǳŘŜ 
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heavy metals [151]. Because the toxic fumes which are produced in this process are let out into 

the environment, this can have serious negative effects, such as acid rain and an increase in 

heavy-metals in the ground. Before the 1980s, plastic waste was generally just discarded; but 

since then, there has been a great effort to increase the amount of material recycled, along with 

incineration [16]. In 2017, recycling rates in different countries varied from 30% - 40% to as low 

as 9% in the United States of America (USA), overall recycling rates worldwide were 18%, it has 

been projected that by 2050, the global recycling rate will be 27% [16]. 

Because of this, if a diagram were made of the current mode of production, recycling and 

discarding, a great proportion of the input would end up in the systematic leakage section due 

to the discarding and incinerating of plastic materials, a non-circular solution to the waste. A 

visual representation of this can be seen in Figure 5.5, where most the primary production ends 

up discarded or incinerated and an open loop is visible.  

The non-circular nature of the treatment of the majority of plastic waste, as well as the open 

loop recycling model which largely exists, shows that the current economy of plastics worldwide 

is one of linearity. Polymers and plastics always leave the economy at some point, and are not 

bought back in, with new material having to be produced from virgin sources constantly. 

From Figure 5.5, it is also clear that although recycling helps in keeping material in use for longer, 

eventually, it does get discarded or incinerated ς thus exiting use, entering a permanent state 

of waste. This is generally due to a process known as downcycling, downcycling is a term which 

describes a recycling process, generally of plastic, whereby the product made of the recycled 

material is of lower quality than the original product [152]. A widely used example of this, is 

recovered plastic being turned into fleece to create jackets, which are then recycled to make 

short term building materials, i.e. ones which are not used in permanent structures. This is an 

 

Figure 5.5: a flow diagram showing what currently happens to plastic at the end of their life by Geyer et. al. [16]. 
This also shows that although a loop can be created via recycling, the material does eventually leave that loop 

and get discarded or incinerated. 
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example of downcycling because each subsequent item is expected to last longer, and serves a 

less valuable role than what it was created from [152]. Although this is useful in some respects, 

in the long-run, it does not help reducing waste, only prolongs the inevitability of plastics going 

to waste. Downcycling could also be described as an open-loop recycling process, this is because 

although it creates a circular mechanism, the material does eventually break out and become 

waste.  

The reason downcycling has become a prevalent way of repurposing a lot of material is because 

the quality of recycled plastic is less than that of virgin plastics. This is due to the purity of 

feedstock which is used to create recycled plastic. When plastics are sorted in plastic recovery 

facilities (PRFs), as the process is not 100% accurate, the feedstock (pellets/nurdles) created is 

not pure ς it can contain plastics of other polymer types than the one intended. In general, PRFs 

create material with less than 5% impurities [153], however, some specific high quality sorting 

facilities can create recycled material with impurities as low as 0.2% [154]. Although this is a 

relatively low percentage of the plastic being an impurity, it does affect the performance of the 

plastic. Recycled plastic is generally less clear, less malleable and is less strong ς as well as a 

plethora of other negative characteristics compared with plastics made from virgin material 

[152]. These can be contaminants from other plastics, for poly-ethylene based plastics 

(HDPE/LDPE), the inclusion of PVC, PET or PP can create inhomogeneities which significantly 

decreases the quality of the final recycled product [155]. Being able to more effectively identify, 

and sort plastics is one way in which the quality of material can be improved, as well as create 

pure streams of plastics for materials which currently are not sorted due to the cost of doing so 

but end up as contaminants in other plastic streams. An example of this is curb side recycling, 

whereby all different types of plastics are gathered together to be eventually put in the same 

material stream to be sorted, rather than being sorted by specific type initially. Higher purity 

recycling material streams lead to more recycled material being used for higher economic 

purposes, generally referred to by the terms recycling or upcycling. This creates a closed loop-

system where material stays inside the production and use processes rather than being 

discarded due to a decrease in quality. 

Not only is the current treatment of plastic waste such that it could not be defined as circular; 

but the current treatment leads to widespread pollution. Even if the plastics are placed in a 

seemingly controlled environment at the end of their lives, there are many mechanisms by 

which they can leak into the surrounding area. Plastics of various shapes and sizes, from macro 

to micro and seemingly nano have been observed in: remote ocean surfaces; water columns, 

deep sea environments; soils, the bodies of animals of all shapes and sizes and in various other 
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locations [156]. The full extent of the effects of plastics in the environment has not been fully 

realised, however, some have been noted as: toxicological risks to environments; changes to the 

carbon cycle and physical damage to megafauna due to entanglement or ingestion of 

macroplastics [156]. 

When comparing the linear and circular economies, it is useful to look at the materials and 

energy at each point in the production process. Work is constantly being done on the material 

system, increasing its embodied energy, as it is originally produced ς which requires energy to 

get the raw materials on-top of the manufacturing process, then transported to the destination 

in which it will spend its useful life. At the end of its life, if the material is discarded, all of the 

energy is wasted, i.e. both the energy stored in the material (chemically), and also the embodied 

energy. If the material is incinerated, the chemical energy is used ς given that it is in an energy 

recovery facility ς however, the embodied energy still goes to waste, all of the transportation 

and manufacturing has to be done again for new material. However, if the material is recycled, 

almost all of the energy is saved. Although energy is required to convert it into a form by which 

it can be reprocessed into new material; creating one-tonne of plastic from recycled material 

saves 5774 kWh (20.79 billion Joules) of energy - this is a saving of 34 %; 3 114L of oil, 25 cubic 

metres of landfill space and 3 000L of water [157]. On-top of this, the use of recycled material 

negates the need to obtain new crude oil. This has also been confirmed in a case for the specific 

case of polypropylene, with recycled material saving 37.4 % of the energy required to make the 

equivalent amount of virgin material [158]. These cases have taken into account the 

International Organization for Standardization (ISO) Environmental management ς lifecycle 

assessment ς principles and framework [159], where the process begins with the extraction of 

raw material. This is the most beneficial way to analyse life-cycles and the associated embodied 

energy of the material from an economic and environmental point of view, as extraction of raw 

resources for polymer production is where the cycle starts. Calculating the energy that it takes 

to create crude oil would not be necessary in this analysis. This shows that not only does 

recycling keep material in the production cycle, but it also saves other resources which would 

otherwise have had to be used. 

5.3.5. The role of recycling in a circular economy 

Recycling can take many forms due to its vague definition. However, when it comes to recycling 

on an industrial scale, there are generally two different types: mechanical and chemical. 

Mechanical recycling is a process which takes plastic feed ς sorted into polymer type ς and then 

performs a process known as extrusion, by which the feedstock is heated up and passed through 
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a screwing system. This is then used to create plastic nurdles, which are used as a feedstock for 

creating new plastic items. The process is outlined in Figure 5.6 (a) from initial insertion of plastic 

pellets in the feed section, through the screw and to the final metering section, where the final 

product is produced. Mechanical recycling is highly compatible with: polyethylene-

terephthalate; high-density polyethylene; low-density polyethylene and polypropylene [160], 

but with repeated recycling, the quality of the polymer chains does degrade due to many 

chemical mechanisms leading to decreased quality of the plastic. Although it can be used on 

these polymer types, it is less effective when applied to polyvinyl-chloride and polystyrene. 

Chemical recycling is a method which depolymerises plastics rather than converting them 

straight into a new feedstock material. This is usually done via άǇȅǊƻƭȅǎƛǎέΣ ǘƘŜ Ŧƛƴŀƭ ǇǊƻŘǳŎǘ ƻŦ 

this are monomers which can then be re-polymerised. The process of chemical recycling is much 

more complex than that of mechanical recycling, the diagram in Figure 5.6 (b) shows the process 

of pyrolysis. This creates a superior end product than that of mechanical recycling, closer to the 

quality of virgin plastic. But it is a much more intensive procedure, with many more complicated 

steps to reach a final recycled product [162]. Furthermore, current chemical recycling 

technologies produce less greenhouse gasses than incineration, but still more than mechanical 

recycling. Moreover, compared to incineration, neither process produces as many ozone 

depleting bi-product, or ones which result in acidification of the environment [163]. Although 

technologies are continually being improved, and new methods being created, mechanical 

recycling is currently the only recycling method which is economically viable [125]. When 

considering the role of recycling, the efficiency of the process should be considered. Here, there 

should be two factors which are considered. One, is how much of the plastic feedstock is 

converted into useable nurdles; the second, is the energy efficiency, i.e. does making a unit 

weight of recycled material use less energy than a unit weight of virgin plastic? Using this 

framework, it is clear that mechanical recycling is slightly lacking in material efficiency, but very 

 

 

 

Figure 5.6: (a) a diagram showing the extrusion process used in mechanical recycling [160] and (b) a diagram 
showing the process of pyrolysis for chemical recycling [161]. 

(a) (b) 
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good in terms of energy efficiency. As it is a relatively low energy consumptive process, however 

the material it produces is not excellent. Whereas chemical recycling is very good in material 

efficiency, but poor in energy efficiency. As it produces high quality plastics but is highly energy 

and time intensive. 

For each of the recycling types, the required feedstock is sorted plastics, i.e. plastics of only one 

polymer type. Plastics which are collected by local councils, equivalent government bodies or 

any other plastic collection schemes are sent to plastic/material recovery facilities (PRF/MRFs), 

here, a plethora of sorting techniques are applied. Some of these sorting techniques include: 

density separation (sink-float); manual sorting; visible spectroscopy; near-infrared (NIR) 

spectroscopy; hyperspectral imaging; x-ray fluorescence laser induced breakdown spectroscopy 

and many more [164]. Although a multitude of techniques exist for the sorting of plastics, the 

main one which is used is NIR spectroscopy [165]. 

 

Figure 5.7: a diagram showing how plastics are sorted at PRFs, from the scanning via a spectrometer to the air 
blast sorting into different streams [166]. 

At PRFs, the initial feedstock is a mixed plastic bail, this is a large, bound amalgamation of mixed 

waste, mostly made up of plastic; there are also many contaminants initially, including: metals 

(such as aluminium foil), fats from food products, paper, and many others [167]. At the start of 

the process, a basic cleaning process is applied to the waste; then the bails will be optically 

sorted into constituent plastic types on the large scale, these different flows of plastic are then 

sorted based on colour ς this is generally into clear and coloured plastic. After this, plastic labels 
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are removed from the products and the remaining plastic is shredded into small fragments. 

Other sorting processes such as density sorting can be applied at this point ς this is generally to 

sort PE/PP from PET, another optical sorting process will be applied, and then mechanical 

recycling techniques are used to create the nurdles. The optical selection processes are based 

on positive selection, meaning that if an item is identified as a certain type of plastic, it is 

removed from the general flow, into a separate flow, at the end of the selection process, 

anything that is left in the general flow is viewed as waste and goes to landfill or is incinerated 

[125]. The process of optical sorting and then segregation into different material streams is 

outlined in Figure 5.7. 

Plastic incineration and landfill usage has been shown to be detrimental in many ways ς some 

of which are outlined in this chapter. Because of this, the reduction in the quantity of this general 

waste flow at the end of the selection process could be realised by improving the efficiency of 

recycling facilities, as well as limiting the amount of material being incinerated. This can be linked 

to the idea of waste being a liminal state, the stream of plastic that is discarded/incinerated can 

be reduced, it just depends on the technical ability of the sorting facility. One mechanism by 

which the amount of waste can be reduced, is by having a sorting system which can identify the 

polymer type of plastics containing the carbon-black pigment ς this is a pigment commonly used 

to colour plastics black. The near-infrared detection systems commonly used for optical 

detection cannot identify these plastics, this is due to the pigment absorbing the wavelength of 

light used for this type of detection [7, 8], this is still effective on other colours of plastic, as long 

as they do not contain this pigment. 

5.4. Black plastics 

As mentioned in the previous section, black plastics are a cause of inefficiency in plastic sorting 

facilities, taking material out of an economic loop which could otherwise contribute to a circular 

economy. It has been noted in several publications that black plastics cannot be recycled due to 

them not being able to be optically sorted by current NIR technology [168-171]. The reason for 

this, is that the pigment used to dye the plastic ς known as carbon black ς absorbs almost all NIR 

radiation [172], and example of this can be  seen in Figure 5.8 showing a comparison of white 

PVC and PVC which contains carbon-black pigment. This shows that there are discernible 

spectral characteristics in the NIR reflectance spectrum, however in the same spectrum for the 

carbon-black pigmented plastics there are no discernible characteristics. In order to make 

recycling more material efficient there are different approaches when considering this 

limitation. One, would be to eliminate black plastics through reduced consumer/industrial use 
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or by government policy. Another would be to find a way to make black plastic that is able to be 

optically sorted using existing industrial sorting technologies. Finally, a technological solution 

through an optical sorting system which could identify current black plastics would resolve the 

issue. 

 

Figure 5.8: A comparison of the NIR spectra of a white sample of PVC and one containing the carbon black pigment 

from research conducted by Masoumi et. al [165]. 

Because black plastics are not current detectable using existing technologies, they go into the 

waste steam in PRFs; it has been outlined earlier in this chapter why this is an environmentally 

damaging and fundamentally opposed to the circular economy. Both of these factors have been 

shown to have a plethora of negative consequences. However, black plastics pose a particular 

problem if they go to landfill or are incinerated; this is because they contain between 3 ς 5 % 

toxic materials, such as antimony, which is to make them flame and heat retardant. When these 

are incinerated or left in landfill, the toxic heavy metals will be carried away through exhaust 

fumes or leak into the ground respectively [173]. This shows that black plastic poses a 

particularly large problem when they enter the waste stream, and it is vitally important to be 

able to have black plastics as part of a circular economy. 

Although there are several ways in which black plastics are being phased out, they have 

continued to be used because they give polymers specific properties which are highly beneficial 

to becoming plastics. These include: colour stability, solvent resistance, ultra-violet light 

resistance and many more [173]. Black plastics span a wide range of polymer types and are used 

to create goods for: food-contact, storage/construction, clothing, electronics and many more 

[173]. As well as black plastics being useful as a virgin plastic, plastic which has been made from 

recycled feed-stock can have its material properties improved by the addition of carbon-black 

pigment [125]. This means that carbon-black pigment can be used to increase the durability of 

recycled plastics, which could in turn lead to a reduction of down-cycling due to deteriorating 
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material quality. Although most plastics containing carbon black are currently not recycled, 

there has been great success in recycling vehicle tires without reduction in material quality [174]. 

This is done through chemical recycling, tires have been an effective commodity to recycle 

because waste is not put into a mixed system, therefore sorting is not required [175]. Companies 

such as Lawrence industries and others are hoping to capitalise on this and offer services in 

recovering carbon black from other commodities [176]. This further shows that it is only the 

sorting of commodities which prevents them from being recycled, once the sorting process has 

taken place, they can be recycled mechanically or chemically, the same as any other plastic.  

5.4.1. Government policy 

The government of the United Kingdom does acknowledge the non-recyclability of black plastics 

due to optical absorption as well as why they are currently used for food packaging, as stated in 

PostNote number 605 [177]. According to the Twenty-five Year Environment Plan, published by 

the United Kingdom Government in 2018 [178], the government plan to have eliminated 

avoidable plastic waste by 2042 and eliminate all waste by 2050. They outline that to do this, 

the pace at which the proportion of plastics which are re-usable and recyclable is increased as 

well as working with NGOs to reduce the amount of plastic used. However, the idea of dealing 

with waste using energy recovery is also present in this document, as well as in the 2020 waste 

management plan for England [179]. Thus, this remains another reason that the efficiency of 

recycling facilities should be increased. In the governments net zero plan, as well as their delivery 

plan 2022 ς 2025 [180, 181], black plastics are not mentioned, most of the discussion is around 

plastic packaging and how this should be cut back. Despite this, both of these policy documents 

discuss the requirement for plastics to become reusable and recyclable. However, this is severely 

lacking many aspects of the plastic economy which currently make it so linear. The only 

document stating black plastics and their problem in the broader scope of waste is the Resources 

and Waste Strategy for England, published in 2018 [182], this states the problem of black plastics 

and their un-recyclability. 

Currently, in the UK, government policy is largely concerned with eliminating single-use plastics, 

often citing the 5p plastic bag tax as an effective way of combatting this. This is a worthy topic 

for the government to focus their efforts on in terms of plastic pollution, but even in its success, 

it will not provide a holistic solution for the problem of plastic pollution. Furthermore, much of 

what the government is doing is passing the buck down the line to NGOs who are having 

responsibility put on them to find solutions to problems, this was largely done with respect to 

consumer black plastic. Moreover, as previously discussed, the banning of plastic bags has had 
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a plethora of unintended negative consequences which were largely unforeseen, this could be 

seen as a cautionary tale in creating further legislation. 

5.4.2. Non-government organisations 

Analysis of black plastic usage, market trends, and possible solutions to the problems of black 

plastics have been carried out by non-governmental organisations (NGOs). Two NGOs who have 

carried out a broad scope of research on different solutions as well as what producers are doing 

to stop this problem, are WRAP and RECOUP. RECOUP is a charity which aims at to achieve a 

more sustainable use of plastics, increased recycling and change legislation so that plastic waste 

has less of a negative impact. WRAP is an organisation fighting to alleviate climate change, one 

way in which it does this is by looking at how plastics can be made more sustainable, from how 

they are produced, consumed, and disposed of. The action that these NGOs have taken can be 

broken down into two major parts, and one speculative. The two major areas of research and 

application have been replacing black plastic packaging with clear or lighter coloured plastics 

and using NIR detectable colourants. RECOUP briefly discusses the use of artificial intelligence 

(AI) for non-NIR sorting machines in its 2020 report [172], however, they do not go into how 

widely this has been applied or its efficacy. As well as RECOUP doing work to get brands to move 

away from black plastic packaging, Greenpeace ς an environmental justice action/pressure 

group ς have been largely credited with major supermarkets banning black plastics in December 

2019 [183-185]. 

Another solution proposed is to use detectable black pigment. Detectable black pigment is a 

different type of pigment to carbon black, but it still colours the plastic black. However, it comes 

with the benefit of not absorbing NIR radiation, hence, being detectable by current technologies. 

There is academic research showing that Calcium Manganese Oxides can be utilised for this. 

Research has shown that near infrared light can be reflected off plastics coloured with this 

pigment in various different forms [186]. Several companies have implemented this in their 

packaging, these are displayed in Table 5.1, this has been done for common packaging material 

such as PET and PP. A report by WRAP did show that there is no drop in the efficacy of recycling 

when NIR detectable black plastics are mixed in with non-carbon black pigmented plastic 

packaging [187]. There is also a plethora of companies which now make non-carbon black 

pigment for use in plastics, these include: Ampacet, COTREP and kpKapture, showing that this is 

a solution which is preferable for manufacturers.  
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 Company Advocacy group 

Replacing black 

plastic 

packaging 

¶ Quorn 

¶ Co-operative 

¶ Spar 

¶ Aldi 

¶ Morrisons 

¶ Tesco 

¶ RECOUP  

¶ Green peace 

Using 

detectable 

black pigment 

¶ The Collective Dairy 

¶ Unilever 

¶ Berry M&H 

¶ RECOUP 

¶ WRAP 

Table 5.1: Companies using the various solutions proposed by advocacy groups to reduce the amount of black plastic 
in the economy. 

Although detectable black pigment allows companies to pack their products in black packaging 

again, this is a purely aesthetic solution. Strength testing of plastics which have been coloured 

using non-carbon black pigment show that they are no stronger than regular coloured plastic, 

so the material benefits of carbon-black are not held. This means that it cannot be used as a 

replacement of carbon black pigment, as it has none of the same properties bar aesthetic that 

the carbon black pigment adds [188]. Moreover, this solution only applies to new black plastics, 

there is plenty of legacy black plastic in the economy ς for example DVD/VHS cases which can 

still not be sorted. 

5.4.3. Optical solutions for carbon black pigment 

Whereas government policy is largely trying to legislate away black plastics, so that no new black 

plastic is created, as well as passing the buck to NGOs to do the research, there are several points 

which are missed in their analysis. First, there is already a lot of black plastic currently circulating 

in the supply chain, which at some point, will need to be sorted to be recycled or incinerated. 

Second, there are a plethora of reasons why carbon black pigment should remain in use in 

plastics for practical purposes. If it were completely banned this could have many negative 

consequences due to many materials not having the properties which they previously had 

because of the carbon black pigment, as will be discussed in section 5.4. Finally, even if there is 

a UK ban on black plastics via government policy, this does not consider the fact that this ban 

will not take affect everywhere, other places will still produce black plastics. The world is so 

interconnected, as previously mentioned, plastic pollution originating in one place can have 

effects on faraway places around the globe. Moreover, although NIR detectable black pigment 

allows plastics to be coloured black, and detected by NIR systems, it is not a replacement for 
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carbon black. This is because carbon black provides a plethora of uses other than just as a 

colourant, which are not replicated by NIR detectable pigment. 

When considering plastics containing carbon black pigment, although this is not detectable using 

near-infrared detection technology, there have been several ways in which it has been possible 

to detect plastics coloured with carbon-black pigment using optical technologies. There are 

multiple companies who have made industrial scale plastic sorting machines which use various 

tŜŎƘƴƻƭƻƎƛŜǎ ǘƻ ǎƻǊǘ ōƭŀŎƪ ǇƭŀǎǘƛŎǎ ǿƘƛŎƘ ŀǊŜ ƛƴ ŀ ǿŀǎǘŜ ǎǘǊŜŀƳΦ ¢ƘŜǎŜ ƛƴŎƭǳŘŜ {ǘŜƛƴŜǊǘΩǎ ¦ƴƛ{ƻǊǘ 

Black [189], which uses hyperspectral imaging (HSI) technology in addition to standard NIR 

spectroscopy technology to create an additional black plastic waste stream. Pellenc [190] uses 

a mixture of NIR and visible spectroscopy, which is supported with convolutional neural 

networks (CNNs) to sort the different types of plastics. Tomra [191] use LAISER technology along 

with AI assisted analysis of NIR spectra to detect black plastics in their systems. 

There are several methods of detecting black plastics which have been mentioned in literature, 

one is using Laser Induced Breakdown Spectroscopy (LIBS). A spectroscopic method for solid 

materials, in which a high-power laser is focused onto a target surface, causing ablation. The 

fluorescence caused by this is then analysed by a spectrometer around the visible spectrum (200 

ς 900 nm) [192]. It has been shown that this spectroscopic method can be used to detect black 

plastics by polymer type [193, 194]. This works for black plastics because it can tell the fraction 

of carbon and hydrogen in a sample by molecular weight, which is then used to determine the 

polymer type. Because of the high energy of the laser light, ablation occurs rather than just 

absorption, which is why the carbon-black pigment is not a problem, unlike in NIR spectroscopy. 

Another method used to identify black plastics has been mid-infrared spectroscopy, it was 

shown by Signoret et al. that it was possible to obtain clear spectra in the mid-infrared range 

(4000 ς 400 cm-1) [195]. This methodology works by comparing the spectra to the expected 

absorption lines, based on the energy transitions of bonds in the material. These bonds change 

based on the molecular structure, which is why it is possible to discriminate between various 

different types of plastics/polymers. Other groups have shown that using mid-infrared 

spectroscopy and a mixture of artificial intelligence methods, plastics containing carbon black 

pigment can be identified based on the mid-infrared spectrum [6, 170, 196]. This uses the same 

methodology, but the AI powered identification allows for quicker and more accurate analysis 

on the system. This is particularly useful when considering commercialising the technology. 
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5.4.3.1 Optical solution in the mid-infrared (2 ς 5 ˃ m) region 

As discussed, various research groups have shown that black plastics can be identified using 

various methods of analysis on their mid-infrared spectrum. However, this is a process which 

requires a laser with frequencies spanning the mid-infrared range as well as analysis software 

which can complete a Fourier transform. All of this results in this method being energy and time 

intensive. If there is sufficient spectral information in the 2 ς 5 ˃ m range however, it is possible 

that this process could be simplified. Reflection minima/maxima can be detected using LEDs 

with specific output frequencies, coupled with detectors which are also specifically tuned for 

operation in the region of interest. FTIR scan in this range (3 ς 4 ˃ m) have been conducted on 

black and non-black plastics of polymer type: polyethylene, polypropylene and polyvinyl-

chloride, these scans can be seen in Figure 5.9 (a) ς (c). From this, it is clear that both black and 

non-black plastics have discernible spectral fingerprints in this region, with the only difference 

being that black plastics have a lower reflection ς apart from PVC. 

 

  

 

Figure 5.9: FTIR spectra comparison of black and non-black plastics between 3 ς 4 ˃ m for (a) polyethylene, (b) 
poly propylene and (c) polyvinyl-chloride. 

(a) (b) 

(c) 
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The reflection minima of the spectrum are due to the absorption in the plastic, this is caused by 

the stretching of bonds ς as discussed in section 2.4. These reflection minima (absorption 

maxima) are displayed with their corresponding wavelength in Table 5.2, where the bond 

causing the absorption is also shown. It can be seen that for the same bonds certain plastics 

have different absorption minima, this is due to the different molecular weights of the molecules 

causing different energies of stretching. 

Plastic Absorption / ˃ Ƴ 

PE - 3.407 - 3.499 

PP 3.365 3.411 3.470 3.515 

PVC - 3.402 - 3.496 

Causal bond CH3 asymmetric 

stretch  

CH2 

asymmetric 

stretch 

CH3 

symmetric 

stretch 

CH2 

symmetric 

stretch 

Table 5.2: the absorption in (˃m) of the three different polymers shown in Figure 5.9. The bonds which cause the 
reflection minima/absorption peak are also shown [197-199]. 

From this, it is shown that there are spectral characteristics in this range. Because of this, it 

should be possible to discern these using LEDs with corresponding detectors, this has been 

shown practically in the detection of gasses and other compounds, as discussed in section 4.4. 

5.5. The future of black plastics as part of a circular economy 

As stated in this chapter, carbon-black pigment is currently a non-replaceable component in the 

manufacturing process of many plastics, giving them functionality such as: added strength, flame 

retardance, conductivity, UV protection and many more. However, they pose a unique problem 

as part of a circular economy due to them not being currently recyclable; because of their 

inability to be sorted by current NIR spectroscopic technologies. Once sorted by polymer type, 

there is no reason that black plastics, through the means of chemical or mechanical recycling, 

cannot be turned into recycled feedstock for the creation of new commodities. This is important 

ƛƴ ǘŀƪƛƴƎ ǿƘŀǘ ƛǎ ŎǳǊǊŜƴǘƭȅ ŎŀǘŜƎƻǊƛǎŜŘ ŀǎ άǿŀǎǘŜέ ŀƴŘ ǘǳǊƴƛƴƎ ƛǘ ƛƴǘƻ ŀ ǘŜŎƘƴƛŎŀƭ ƴǳǘǊƛŜƴǘ ŀǎ 

discussed in section 5.3.3.2, which can be remade into new, useful commodities. This has wide 

ranging positive effects from being able to create plastic feedstock in a more energy effective 

manner; reducing the amount of raw materials which have to be extracted and stopping 

technical nutrients from entering biological cycles ς which can have acute ramifications. 
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Several companies have created technologies which can sort black plastics by polymer type via 

a plethora of different methods. However, these are all industrial level sorters, some of which 

incorporate lasers, making them highly energy intensive. It has been shown in literature that it 

is possible to obtain the MIR spectra via infrared spectroscopy for polymers and commercial 

plastics containing carbon black pigment. Hence, technologies using MIR spectroscopy are a 

novel and largely untested method of creating sensors for black plastics. As these spectra are 

easier to obtain than NIR ones, it may be possible to use less energy intensive methods, such as 

light emitting diodes (LEDs) to identify these plastics using selected absorption peaks in the 

wavelength range. It was shown that there is a strong spectral fingerprint for: polypropylene, 

polyethylene and polyvinylchloride in the 3 ς 4 m˃ wavelength range. The development of 

emitters (LEDs) and detectors in this wavelength range, specifically around the reflection minima 

and maxima is vital in being able to create the technology which could detect these materials. 

The development of LEDs in the discussed wavelength range will be a vital starting point in 

seeing if this is in-fact a possible solution, this is one of the aims of this thesis. 

The work of the UK government regarding black plastics has been discussed, showing that their 

long-term goal is to stand for their removal. They seem to use NGOs to implement this, with 

their work mainly being focused on plastic packaging and the general reduction of the use of 

non-recyclable plastics. This work discussed the short-sightedness of this strategy, due to it 

overlooking the benefits of carbon-black pigment not only during the lifetime of plastics, but as 

a means of more effectively recycling them. 

Detection of these black plastics does not only mean that they can be used to create black plastic 

feedstock from recycled material, which is a more energy and material efficient way of creating 

plastic. It will also mean that black plastics of various types will be able to be extracted from 

other plastic streams in PRFs more easily, this will lead to less contaminants in the recycling 

process, creating better quality recycled plastic feedstock which can be used to create 

commodities of higher use value. Creating commodities from recycled material of high use value 

is extremely important in a circular economy as it puts material back into the economy via 

corresponding cascading mechanisms. Furthermore, if the technology used to detect black 

plastics uses less energy, then the energy efficiency of the plastic creation process is increased 

as the embodied energy of the feedstock is lower. 

In summary, it is not currently possible for black plastics to be part of a circular economy due to 

the inability of existing technologies to sort them, hence, not they cannot be recycled. However, 

via the creation of various technologies, it may be possible to include this plastic with important 

properties into the economy at large whilst still maintaining a sustainable, circular mode of 
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production. This would allow for the closing of a material loop in the circular economy. Although 

by itself this is not a holistic solution to the linear economy, it is an important part of several 

material cascading mechanisms which could contribute to a reduction in the amount of material 

which is permanently taken out of the economy. 
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6. Developing type-I InGaAsSb based active regions for room temperature 
emission around 3.3 ˃m 

Type-I strained InxGa1-xAs1-ySby quantum well based active regions have been shown to have 

strong emission from 1.6 ˃m up to around 3 ˃m, as discussed in section 4.2.2 in both LEDs and 

lasers. For the purpose of sensing black plastics in the mid-infrared range, the results in section 

5.4.3.1 show that there is a strong spectral fingerprint for commonly recycled plastics at  

3.3 ς 3.6 ˃ m. Because of the wavelength range of this spectral fingerprint, in order to create a 

sensing device for different polymer types, LEDs emitting in this range have to be developed. 

Around 3 ˃ m is the upper limit of where type-I devices have been shown to operate and is the 

lower limit of where type-II devices have been shown to operate at room temperature. Both 

bandgap types are highly tailorable in this region so each could be used in the creation of a 

device. However, the use of the InGaAsSb material system previously to create highly 

luminescent LEDs and lasers emitting < 3 ˃ m can be built upon. Moreover, the extra degree of 

freedom in the quaternary alloy rather than ternary allows for a wider range of alloy contents 

with engineered bandgaps and strain characteristics. Being able to control the strain and 

bandgap with an extra degree of freedom allows for higher strain at all wavelengths to become 

available in comparison to ternary InxGa1-xSb system. This strain tailoring is beneficial due to the 

reduction in non-radiative Auger recombinations caused by band-splitting of hole states it 

causes. Furthermore, two-dimensional quantum confinement as discussed in 2.1.4, allows for 

additional tunability of the output wavelength and an increase in spectral purity due to quantum 

confinement effects. Moreover, by placing the QWs in resonant cavity it is possible to further 

engineer the spectral characteristics of the output which is vital for sensing applications. This 

device is referred to as a resonant cavity LED or RCLED and is discussed in section 4.3. These 

devices have been successful in creating LEDs which have their emission tailored to coincide 

with that of the absorption spectra of gasses such as NO2 and NO. State of the art research was 

conducted by Al-Saymari et al at Lancaster University in the creation of spectrally pure RCLEDs 

based on InAsSb QW active regions and epitaxially grown DBRs emitting > 4 m˃ [200]. Type-I 

InGaAsSb based active regions grown on GaSb substrates have also been grown epitaxially for 

resonant cavity enhanced emission at ~ 2.5 m˃. However, the use of type-I InGaAsSb QWs 

requires the growth of lattice match AlGaAsSb barriers which are integrated into the cavity. This 

provides additional challenges in tuning the resonant frequency of the structure due to the 

addition of a material with different refractive index to the rest of the cavity. Moreover, to 

achieve lattice matched AlGaAsSb, calibration growths are required to obtain valve positions for 
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the group-V elements, adding to the number of growths required to create the desired structure 

as described in section 3.1.2. 

A solution to this, is to base the barriers for the QW on the cavity material, this would require 

fewer group-V valve and bulk temperature changes meaning growth is easier and less likely to 

result in defects. In order to do this, InGaAsSb type-I QWs with GaSb barriers must be developed 

so that they can be implemented into resonant cavities for enhancement. There are certain 

challenges associated with this material system; due to the bandgap of GaSb in comparison to 

InGaAsSb, there is a small valence band offset, this can lead to poor hole confinement or the 

creation of type-II QWs. Moreover, to obtain emission in the > 3 m˃ range, the corresponding 

alloy contents of InGaAsSb which must be grown are close to the miscibility gap, this can lead to 

the creation of poor-quality material and inconsistent alloy content. 

6.1. InGaAsSb/AlGaAsSb type-I structures 

6.1.1. Design 

6.1.1.1 Critical layer thickness 

When considering the design of the structure, one thing that must be considered is the strain in 

the QWs, caused by growing an InGaAsSb alloy lattice mismatched onto GaSb. Figure 6.1 (a) 

shows the lattice constants of various InxGa1-xAs1-ySby alloys with 0.05 < x < 0.60 and 0.65 < y < 

1.00, where GaSb has a lattice constant of 6.0959 Å.  

Figure 6.1 (b) then shows the corresponding strain of the alloy when grown on a GaSb substrate, 

a strain of 0.00 corresponds to the alloy being lattice matched. Positive strain corresponds to 

alloy having a smaller lattice constant than GaSb, which exhibits tensile strain. Negative strain 

   

Figure 6.1: (a) the lattice constant of InxGa1-xAs1-ySby for varying alloy contents and (b) the strain of that system 
grown on GaSb. 

(b) (a) 
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corresponding to the alloy having a larger lattice constant than GaSb, exhibiting compressive 

strain, this is calculated in accordance with equations 2.43 and 2.45 as discussed in section 2.3.2. 

When growing type-I QWs, it is beneficial for the system to be under compressive strain. As 

discussed in section 2.3.2.1, compressive strain causes the energy of the heavy-hole band to 

raise and the light-hole band to fall. The splitting of the light and heavy-hole bands under 

compressive strain creates opportunities for Auger recombinations to be reduced as discussed 

in section 2.2.2.3. Under tensile strain, there is an overlap between the light and heavy hole 

bands in k-space, this makes it more likely that non-radiative recombination mechanisms will 

occur. 

Although strain is beneficial to optical performance of the system, the growth of lattice 

mismatched layers can cause defects to occur in the epitaxial layer, as discussed in section 

2.3.2.2. The maximum thickness of an epitaxial layer that can be grown is known as the critical 

layer thickness. Two of the different models describing this are that presented by Matthews and 

Blakeslee, and by People and Bean. The differences between these two equations, 2.43 and 

2.45, are discussed in the aforementioned chapter. These two equations were modelled in 

Python 3.0, the code for which is available in a GitHub repository in section 9.3. The critical layer 

thicknesses were calculated for the same alloy contents shown in Figure 6.1. The critical layer 

thicknesses this corresponds to are displayed in Figure 6.2 (a) and (b) for Matthews-Blakeslee 

and People-Bean equations respectively for the InGaAsSb alloy. 

  

Figure 6.2: the critical layer thickness of InxGa1-xAs1-ySby layers as a function of x and y according to (a) Matthews-
Blakeslee equation and (b) People-Bean equation. 

The graph in Figure 6.2 (a) shows that when accounting for the mechanical properties of the 

epitaxial layer (Matthews-Blakeslee model), the critical layer thickness is smaller than when 

accounting for the energy in the system (People-Bean model, Figure 6.2 (b)). Both of the models 

show that for this range of alloy contents, InGaAsSb can be grown with thicknesses from  

(a) (b) 
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~ 1 ς 100 nm. InxGa1-xSb, which is shown by the pale blue line corresponding to y = 1 (no arsenic 

incorporation), shows that as indium incorporation is increased, the critical layer thickness of 

the alloy goes from ~ 100 nm at x = 0.05 to ~ 1 nm at x = 0.60. It is possible to increase the critical 

layer thickness of the of the epilayers by adding As to the alloy, this can be seen in in both models 

displayed in Figure 6.2, whereby as the Sb content decreases, the critical layer thickness of the 

epilayer increases. 

As well as the InGaAsSb QW, it is important to consider the critical layer thicknesses of the  

AlxGa1-xAs1-ySby barriers. In order to confine the charge carrier wavefunctions in the respective 

bandedges, barriers of around 20 nm are required, with 0.25 < x < 0.35. Figure 6.3 (a) and (b) 

show the critical layer thickness of this alloy according to the Matthew-Blakeslee and People-

Bean equations respectively. From this, the alloys are lattice matched with 0.96 < y < 0.99, for 

the given range of x, this can be seen from the asymptotes of the graphs which correspond to 

lattice matched points. The dotted line on each graph indicates a layer thickness of 20 nm. Figure 

6.3 (a) shows that with y > 0.9, the barriers will be grown within their critical layer thicknesses, 

Figure 6.3 (b) indicates that for y > 0.85 the critical layer thickness will not be exceeded. 

  

Figure 6.3: The critical layer thickness of AlxGa1-xAs1-ySby based on (a) Matthews Blakeslee and (b) People Bean 
equations. 

Although there is a relatively wide range of group-V incorporation which allows 20 nm of 

AlGaAsSb to be grown within the critical layer thickness. Because in an active region, up to six 

barriers will be grown, with strained InGaAsSb layers between them, it is better to grow as close 

to lattice matched as possible as this allows for greater strain to be achieved in the QWs without 

material relaxation occurring. 

  

(a) (b) 
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6.1.1.2 Alloy bandgaps 

As well as accounting for the critical layer thickness which can be grown for various alloys. When 

designing an active region, it is important to consider the bandgap of the alloy, as this will 

determine the wavelength that the sample emits at. The main factor which effects this is the 

alloy content of the QW (InGaAsSb), as this will change the position of the conduction and 

valence bandedges based on the specific alloy content and strain. Furthermore, the width of the 

InGaAsSb QW will affect the bandgap due to it affecting the energy at which charge carriers are 

held because of the two-dimensional quantum confinement. In order to quantify how alloy 

content affects the bandgap of this system, k·p 8-band room temperature simulations were 

carried out in Nextnano, as described in section 2.5. 

 

Figure 6.4: The available bandgaps from the type-I QW InxGa1-xAs1-ySby material system with a 10 nm QW for 0.05 
< x < 0.45 and 0.65 < y < 0.95. Simulated using the k·p 8-band approximation in Nextnano. 

The results of the Nextnano simulation can be seen in Figure 6.4, this was done for a single  

10 nm QW inside 20 nm barriers. For type-I QWs, a single QW will have the same bandgap as 

MQWs because of the wavefunction isolation. Because of this, to save on computational power, 

the simulations were carried out on single QWs. The results show that in the specified alloy 

range, the bandgap varies from ~ 0.7 eV to ~ 0.35 eV, or emissions of 1.74 m˃ < ˂  < 3.42 ˃ m. As 

the indium in the active region is increased, this decreases the bandgap of the material. As 

arsenic is increased, this will further decrease the bandgap. However, with the addition of 

arsenic, this bandgap decrease happens to a lesser extent than the addition of Indium to the 

alloy. As previously mentioned, the addition of arsenic and indium into the system can cause 

difficulties during epitaxial growth due to the miscibility gap of the alloy with higher arsenic and 
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indium. For the miscibility gap of InxGa1-xAsySb1-y, the miscibility gap 0.15 < y < 0.60 and x > 0.60. 

However, the miscibility is dependent on the incorporation of each alloy [201]. This means that 

not all of the bandgaps simulated are feasible to grow. 

6.1.2. Active region 

Based on the constraints of the critical layer thickness of the InxGa1-xAs1-ySby alloy and the range 

of available bandgaps based on the Nextnano model, type-I InxGa1-xAs1-ySby/  

Al0.35Ga0.65As0.034Sb0.966 QWs were grown with thicknesses of ~ 10 nm QWs and 20 nm barriers. 

These samples were grown on n-GaSb substrates, structurally characterised via XRD and 

optically characterised by photoluminescence. Photoluminescence at room temperature is 

particularly important because it shows that the active regions is of good quality and can be put 

in an LED structure giving bright electroluminescence spectra. The Indium content of the QW 

alloys was aimed to be ~ 0.35, with each different growth, the As content of the QWs would be 

varied by increasing the valve position of the cell whilst the bulk temperature was kept constant 

and relatively low. This was so that the effect of increasing the arsenic content of the alloy could 

be observed whilst other variables were held constant. Increased arsenic and indium in the alloy 

Ŏŀƴ ƭŜŀŘ ǘƻ ƎǊƻǿƛƴƎ ƛƴ ǘƘŜ άƳƛǎŎƛōƛƭƛǘȅ ƎŀǇέΣ ǿƘŜǊŜōȅ ǘƘŜ ǎǘǊǳŎǘǳǊŜ ŘƻŜǎ ƴƻǘ ǇǊƻǇŜǊƭȅ ŦƻǊƳΣ ǿƛǘƘ 

high levels of indium in certain places and low indium in others. During these growths, the alloy 

contents were tailored such that they were outside of this miscibility gap, ensuring good quality 

formation of the material. This was further confirmed using XRD and optical emission analysis ς 

material in the miscibility gap shows poor optical emission properties and poor QW formation 

can be observed in the XRD scan via broad satellite peaks.  

6.1.2.1 Growth 

The multi quantum well (MQW) samples were grown via MBE on n-GaSb substrates as outlined 

in section 3.1. Before epitaxy is started, the substrate is outgassed, then once in the growth 

chamber, a deoxidation process is completed, whereby the GaSb substrate is heated to 600 °C 

under Sb flux to remove oxides from the surface. Once this process is complete, the substrate 

temperature is reduced to 430 °C, at which GaSb and GaSb based alloys can be grown. Then  

400 nm of GaSb buffer is grown at a rate of 1 m˃ hour-1, followed by 500 nm of lattice matched 

Al0.35Ga0.65As0.034Sb0.966 ς this is the same alloy that is used for the QW barrier. Once this buffer 

region has been grown, the growth of the active region begins. This begins by growing the 10 

nm InGaAsSb QW, once this is done, the system is kept under Sb flux whilst the Ga cell cools 

down to allow for the AlGaAsSb growth, cooling the Gallium cell takes around two minutes to 

reach the desired temperature and for it to be stable. Then, 20 nm of barrier is grown, once this 
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is complete, the system is kept under Sb flux whilst the Ga cell heats up to allow for the growth 

of the next InGaAsSb QW. Then a 20 nm AlGaAsSb barrier is grown, once this process is complete 

the beginning of the process starts again so that the next layer of InGaAsSb can be grown.  

Table 6.1: the alloy content and QW widths of the samples shown in Figure 6.5, for all samples the desired QW width 
was 10nm with 20nm barriers aside from SAMPLE 6.5 which had 15nm QW width and 20nm barriers. 

Five repeats of this QW were grown, totalling ~ 170 nm. In the InxGa1-xAs1-ySby QW, four samples 

were grown with x = 0.34 with y ranging from 0.888 ς 0.948, then one sample was grown with 

x = 0.41 and y = 0.124. The varying arsenic contents was achieved by varying the valve position 

with a constant bulk temperature. This structure is finally capped with 100 nm of 

Al0.35Ga0.65As0.034Sb0.966 then 20 nm of GaSb to prevent surface oxidation. The structure of these 

samples can be seen in Figure 6.6. 

 

Sample InxGa1-xAsySb1-y QW width  

/ nm 

Barrier width 

/ nm 
x y 

SAMPLE 6.1 0.34 0.032 9.3 18.2 

SAMPLE 6.2 0.34 0.039 9.3 18.2 

SAMPLE 6.3  0.34 0.055 9.3 18.2 

SAMPLE 6.4 0.34 0.112 9.3 18.2 

SAMPLE 6.5 0.34 0.124 14.5 18.1 
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6.1.2.2 Structural characterisation 

The samples were characterised using x-ray diffraction, the process of which is outlined in 

section 3.2, in order to determine the thickness and alloy content of the layers. Once the  ̟- 2ʻ 

scan has been completed, a simulation was conducted. The simulation allows the alloy content 

and layer thicknesses of the structure to be found by modelling the peaks of the XRD scan. The 

XRD scans and corresponding models of the type-I QWs can be seen in Figure 6.7 (a) ς (e), the 

structures extrapolated from the model can be seen in Table 6.1. The clear satellite peaks in 

Figure 6.7 (a) ς (d) suggest good QW formation with abrupt interfaces, essential for high quality 

active regions. Figure 6.7 (e) however, shows satellite peaks which are not as clearly defined, 

suggesting poorer quality QW, although, the presence of satellite peaks suggests that the QWs 

did form. The decrease in quality could be due to the higher indium and arsenic incorporation, 

pushing the alloy closer to the miscibility gap, causing a less uniform structure of the InGaAsSb 

alloy as discussed in section 6.1.1.2. The scans also suggest that the QW barriers were grown 

lattice matched to the substrate, suggesting there will be no relaxation in these alloys.  

There are certain challenges in modelling the InxGa1-xAsySb1-y alloy due to it being a quaternary, 

giving it four degrees of freedom in the simulation: x, y, QW width and barrier width. This degree 

of freedom means that it is possible to fit an XRD scan with models which each have different 

alloy contents and QW widths. It is assumed that when grown with the same group-III 

temperatures, that the Indium and Gallium contents are constant ς based on growth rates done 

by the MBE users ς across all samples along with QW width. This leaves the group-Vs as the 

 

 

 

 

 

 

 

 

 

 

 

 

Figure 6.6: the structure of the AlGaAsSb/InGaAsSb MQW samples. 

5 × Al0.35Ga0.65As0.034Sb0.966/  

InxGa1-xAsySb1-y MQW 
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variable that will be the most uncertain at the beginning and that can be predicted to change 

throughout. It is important to take this into consideration when modelling the XRD scans of 

quaternary alloys as it can cause misleading results. 

In an attempt to further increase the wavelength output of these type-I QWs, samples were 

grown with increased Indium and Arsenic whilst decreasing the Aluminium contents in the 

barriers. Higher Indium and arsenic decrease the bandedges of InGaAsSb conduction and 

valence band relative to one another, meaning that the quantum energy levels will be closer 

together. Moreover, the QW width was increased as this further decrease the bandgap. The 

 
 

 
 

 

Figure 6.7: XRD scans of Al0.35Ga0.65As0.034Sb0.966/InxGa1-xAsySb1-y type-I QW samples: (a) SAMPLE 6.1,  
(b) SAMPLE 6.2, (c) SAMPLE 6.3 , (d) SAMPLE 6.4 and (e) SAMPLE 6.5. 

(a) (b) 

(c) (d) 

(e) 
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aluminium in the barriers was decreased because it gives a slightly lower charge carrier 

confinement potential, although this has the effect of decreasing the wavefunction overlap, it 

will also decrease the bandgap. The new barrier alloy is Al0.25Ga0.75As0.02Sb0.98 which is lattice 

matched to GaSb.  

 

The effect of decreased Al in the barriers and varying QW widths can be seen in Figure 6.8. 

Whereby Nextnano simulations show that the bandgap of the system can be decreased 

significantly ς by around 15 meV ς by increasing in the QW width from 5 nm to 15 nm. The 

decrease in Al incorporation in the barrier alloy has less of an effect but it still works to decrease 

the bandgap by several meV. 

These samples were grown using the same methodology outlined in section 6.1.2.1, but with 

different cell temperatures for the barrier region due to the reduction in Aluminium content of 

the alloy. Two samples were grown using the same barrier configuration but varying the alloy 

content of the QWs. The XRD scans and model of the two MQW samples grown with 

Al0.25Ga0.75As0.02Sb0.98 can be seen in Figure 6.9 (a) and (b) with the corresponding alloy contents 

shown in  Figure 6.9. 

The XRD scans shown in Figure 6.9 show well defined satellite peaks throughout the scan, 

implying the formation of well defined, good quality QWs. Furthermore, there appears to be no 

peak indicating that the barriers are not lattice matched, so relaxation due to barrier mismatch 

will not occur.  The alloy contents are displayed in Table 6.2. This shows that there was difficulty 

 

Figure 6.8: The bandgap of an In0.4Ga0.6As0.15Sb0.85 type-I QW in lattice matched AlxGa1-xAs1-ySby barriers with the 
QW width varying from 5 - 15 nm for x = 0.25 and x = 0.35. 
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in altering the As incorporation into the InGaAsSb alloy ς despite the As valve position being 

altered for both of them. 

 
 

Figure 6.9: XRD scan of the Al0.25Ga0.75As0.034Sb0.966/InxGa1-xAsySb1-y type-I MQW samples: (a) SAMPLE 6.6 and (b) 
SAMPEL 6.7. 

The limiting factor in As incorporation is likely to be the flux produced by the cell during the 

growth of the well. There is low As flux as the bulk temperature has to be kept low to create the 

correct conditions for the lattice matched barriers which requires very low amounts of As. 

Moreover, the arsenic incorporation may be limited by the presence of Sb during growth ς 

possibly saturating the environment. Both of these factors seem to limit the As incorporation to 

around 0.15. When the InGaAsSb alloy is growing, the As valve is open to its maximum extent, 

creating the maximum flux for the bulk temperature, and is then closed slightly for when the 

AlGaAsSb alloy is being grown. If the As incorporation of the QWs were to be increased, it would 

require a higher bulk As temperature, which may not work on the cladding and barrier layers. 

Table 6.2: the alloy content and quantum well widths of the samples shown in the XRD scans in Figure 6.9 with the 
data being extrapolated from these scans. 

During one growth, it could be detrimental to vary the bulk temperature of the As cell as it can 

cause large fluctuations in the flux it produces, causing non-uniform QW structures. Moreover, 

this would greatly increase the time taken for the active region growth due to the addition of 

heating and cooling the cell.  

Sample InxGa1-xAsySb1-y QW width / nm 

x y 

SAMPLE 6.6 0.40 0.15 14.5 

SAMPLE 6.7 0.38 0.15 14.0 

(b) (a) 
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6.1.2.3 Photoluminescence 

Once the device has been structurally characterised, optical testing began, this required 

measuring the photoluminescence of each sample. The samples were tested at room 

temperature using the methodology outlined in section 3.3. The normalised spectra for the 

samples displayed in Table 6.1 are shown in Figure 6.10 (a). These spectra imply that samples: 

SAMPLE 6.1, SAMPLE 6.2, SAMPLE 6.3 and SAMPLE 6.4 have high quality, Gaussian like peaks, 

indicating good material quality. Also showing the potential for this active region to be 

integrated into high quality devices. However, although SAMPLE 6.5 gives room temperature PL, 

the spectrum does not display a Gaussian like characteristics, and has a non-Gaussian, wide 

spectrum, possibly consisting of two radiative recombination mechanisms or indium segregation 

in the alloy. This indicates poorer material quality in comparison to the other samples which 

could be due to the higher arsenic content in the QW, in addition to being grown thicker. The 

poorer material quality is indicted by the XRD scan shown in Figure 6.7 (e) which has less well-

defined peaks than the rest of the samples. SAMPLE 6.5 had a QW width which exceeded the 

critical layer thickness using the Matthews-Blakeslee equation (hc = 6.12 nm), but did not exceed 

the critical layer thickness using the People-Bean equation (hc = 24.9 nm). Therefore, it is 

possible that there is some form of relaxation which occurred during the formation of the QW. 

  

Figure 6.10: (a) normalised room temperature PL spectra for the InxGa1-xAsySb1-y/Al0.35Ga0.65As0.034Sb0.066 type-I 
QWs summarised in Table 6.1 and (b) the peak energy of the emission of these spectra as a function of arsenic 

incorporation (y). 

The peak energy of emission is plotted as a function of As incorporation in the QW and the 

resultant relationship can be seen in Figure 6.10 (b). This shows that from the samples which 

were grown with constant indium, increasing the arsenic in the alloy decreases the bandgap ς 

increasing the emission wavelength. Moreover, as the QW width is increased, a further decrease 

in the bandgap is seen. This is apparent from the difference between the two samples in Figure 

6.10 (b) with As ~ 0.11 whereby a QW width increase from 9.3 nm to 14.5 nm causes a decrease 

(b) (a) 
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in the bandgap by > 20 meV. These results are in-line with the trends shown in the simulations 

in Figure 6.4 and Figure 6.8.  

Samples SAMPLE 6.6 and SAMPLE 6.7 were optically tested in the manner as SAMPLE 6.2 ς 

SAMPLE 6.5, using the same equipment and experimental setup at room temperature. These 

samples were sufficiently bright that they could also be tested using different laser powers at 

room temperature. The results of this can be seen in Figure 6.11 (a) and (b) for SAMPLE 6.6 and 

SAMPLE 6.7 respectively.  

 

 

Figure 6.11: Room temperature (293 K) photoluminescence spectra of (a) SAMPLE 6.6 and (b) SAMPLE 6.7 with 
the laser power being decreased from 100 % - 10 % using filters. 

From the PL spectra, SAMPLE 6.6 has a peak at 3010 nm and SAMPLE 6.7 at 2940 nm. These 

correspond to room temperature bandgaps of 0.399 and 0.408 eV respectively. Although the 

spectra are clear, with well-defined peaks corresponding to the specified bandgaps, both spectra 

are obfuscated. This obfuscation occurs slightly ~2600 nm resulting in a slight dip in intensity, 

and from ~ 2700 ς 2800 nm with a full obfuscation of the spectrum, this is caused by a mixture 

of water and CO2 absorption bands at the correspondent energy. These absorption bands cannot 

be avoided due to their strength and the fact that there is not a purge gas system available for 

this setup. SAMPLE 6.7 having a slightly shorter wavelength than SAMPLE 6.6 is also expected 

because of the lower Indium incorporation in the QW, on-top of the QW being slightly thinner. 

Both lower Indium and thinner QWs have both been shown in simulation to increase the 

bandgap and therefore decrease the emission wavelength.  

Power dependant measurements were done to find the dominant recombination mechanisms 

as laid out in section 2.2.2. The integrated intensity of the spectra is lower than it would be 

without the absorption features, however, because the proportion of data removed from each 

spectrum is the same, this should not affect the relationship between integrated intensity. 

Figure 6.12 shows the log10 of the square root of the integrated emission as a function of the 

(a) (b) 
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log10 of the input laser power. The red line on both plots shows linear interpolation of the five 

data points from laser powers: 100 %, 65%, 50 %, 25 % and 10 %. The gradient of the linear 

interpolations for each set of data are 2.06 and 1.48 for SAMPLE 6.6 and SAMPLE 6.7 

respectively. This shows that radiative recombination is the dominant mechanism for SAMPLE 

6.6, minimal amounts of Auger recombination occurring as Z > 2. The proportion of radiative 

recombination is worse in SAMPLE 6.7 with a Z value of ~1.5, implying an approximately equal 

amount of SRH and radiative recombination. However, it should be noted that these tests were 

only done over one order of magnitude of laser input power, this is lower than that which would 

often be expected of a measurement of Z-value. 

  

 Figure 6.12: The linear fit of log10 of the integrated emission spectra as a function of the log10 of the laser power 

of (a) SAMPLE 6.6 and (b) SAMPLE 6.7, the inverse gradient of the linear fit is shown in the legend as Z. 

These results imply that the InGaAsSb/AlGaAsSb type-I MQW system has high levels of radiative 

recombination at room temperature. Furthermore, it shows that the decreasing of Aluminium 

in the barrier region does not decrease the quality of emission, with levels of 0.25 and 0.35 in 

the barrier both resulting in bright room temperature emission. This makes the material system 

an ideal candidate for integration into an LED structure. 

6.1.3. Light emitting diode 

To create a device emitting at the same wavelength as the PL samples SAMPLE 6.6 and SAMPLE 

6.7, the set points from the sample growth were used for the active region of an LED. This active 

region was placed inside a waveguide with graded, doped, lattice matched, AlGaAsSb on either 

side. The graded layers went from Al0.1Ga0.9AsSb0.991 to Al0.9Ga0.1As0.076Sb0.924 for the layers which 

require the injection of electrons (n-doping) and vice versa for the injection of holes. This is 

required due to the large energy level discrepancy between the conduction and valence bands 

of the AlGaAsSb alloy and GaSb. The graded layers are added so that charge carriers can be 
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injected into the active region with greater ease. Moreover, the graded layers are grown lattice 

ƳŀǘŎƘŜŘ ǘƻ Dŀ{ō ǎǳŎƘ ǘƘŀǘ ǘƘŜȅ ŘƻƴΩǘ ŜȄŎŜŜŘ ǘƘŜƛǊ ŎǊƛǘƛŎŀƭ ƭŀȅŜǊ ǘƘƛŎƪƴŜǎǎŜǎ ŀƴŘ ŎŀǳǎŜ ŘŜŦŜŎǘǎ 

in the system. A schematic of the layout and doping of the LED structure can be seen in Figure 

6.13. 

6.1.3.1 Growth 

The devices based on the schematic in Figure 6.13 were grown on n-GaSb substrates via MBE 

using the method discussed in section 3.1. Before being moved into the growth chamber, the 

substrates are outgassed to remove volatile contaminants. Once in the chamber, an additional 

in-situ deoxidation process is completed wherein the substrate is heated to 600 °C under Sb flux 

to remove any additional oxides from the surface without causing group-V evaporation. This 

process is further described in section 3.1. Once the substrate has been deoxidised, a 100 nm Te 

doped n-GaSb buffer layer is grown using a substrate temperature of 550 °C. 

After this has been grown, the first stage of the n-AlGaAsSb graded cladding layer is grown, in 

this process, first, Al0.1Ga0.9As0.009Sb0.991 is grown. The As valve position and the Aluminium and 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

Figure 6.13: the schematic of the AlGaAsSb/InGaAsSb MQW LED including the buffer layer, cladding, waveguide 
and active region. The dopant of each level is shown too. 

Al0.25Ga0.75As0.02Sb0.98 

waveguide 

3 × Al0.25Ga0.75 

As0.02Sb0.98/  

InxGa1-xAsySb1-y MQW 
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Gallium cell temperatures are then set such that Al0.9Ga0.1As0.076Sb0.924 is grown, this is done 

based on triple layer calibrations described in section 3.1.2. As the Gallium and Aluminium cells 

cool and warm respectively, the Arsenic valve is gradually opened, allowing a greater flux thus 

greater incorporation. The Ga and Al cooling and warming respectively over this time would be 

expected to create an approximately linear grading from Al0.1Ga0.9AsSb to Al0.9Ga0.1AsSb, the 

increased As flux also increases approximately linearly along with the group-IIIs, allowing for a 

graded, lattice matched layer to be grown. The As flux increases as the As incorporation in the 

alloy to create lattice matched conditions to GaSb increases as the Al in the system is increased. 

This occurs over a period of 6 minutes, creating a 100 nm of grading. Allowing charge carriers to 

be injected from the GaSb substrate into the cladding more easily than using a stepped system 

with discontinuous energy levels. Once the cladding alloy is Al0.9Ga0.1As0.076Sb0.924 an additional 

300 nm is grown. After this, the Gallium and Aluminium cells are set to grow an 

Al0.25Ga0.75As0.02Sb0.98 alloy along with the corresponding As valve set point. This is used to create 

a 500 nm waveguide before the MQW system is grown, as described in section 6.1.2.1. Following 

the active region, an additional 500 nm of Al0.25Ga0.75As0.02Sb0.98 waveguide is grown before the 

p-cladding is grown, doped with Be. This is done in the reverse manner to the n-cladding and at 

a substrate temperature of 530 °C. Following this, a 300 nm p++-GaSb contacting layer is grown 

at the same substrate temperature which is the final layer of the growth. To achieve this, the 

temperature of the Be cell is raised by ~ 7 °C, this temperature change of the Be cell was 

calculated based on dopant incorporation growths. 

6.1.3.2 Structural characterisation 

The device samples had their structures characterised using x-ray diffraction, with ̟ -2  ̒scans. 

These scans and their corresponding models can be seen in Figure 6.14 (a) and (b) for LED 6.1 

and LED 6.2 respectively. The alloy composition of each device ς as extrapolated from the model 

ς can be seen in Table 6.3. This shows that Indium incorporation into the alloy was ~0.41 for 

both samples, with the Arsenic varying slightly between the two growths. Moreover, for LED 6.1, 

the single peak around that expected of the substrate implies that all of the material is lattice 

matched, there is some peak broadening implying this may not be exact. In LED 6.2, there is 

more acute peak splitting, with two central peaks (including that of the substrate itself). This is 

likely from a slight lattice mismatch in the growth of the Al0.9Ga0.1AsySb1-y layers with one layer 

having y ~ 7.2 % as opposed to the 7.6 % required for lattice matching shown by the XRD model. 
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Figure 6.14: XRD scan and corresponding models for (a) LED 6.1 and (b) LED 6.2. 

 

The satellite peaks which can be seen ~ 29.5° correspond to the strained QWs. These are less 

sharp than those seen in the PL samples in Figure 6.9. This is due to there being fewer QWs in 

the LED structure (three) in comparison to the PL structure (five), meaning there is less 

destructive interference between angles, causing broader peaks. Accounting for this, the peaks 

are well defined, meaning that the sample has good QW formation which should lead to high 

quality optical performance. 

Sample InxGa1-xAsySb1-y QW width / nm 

x y 

LED 6.1 0.41 0.183 13.2 

LED 6.2 0.41 0.175 13.0 

Table 6.3: the alloy contents of the type-I QW of the active region of the LEDs LED 6.1 and LED 6.2. 

6.1.3.3 Fabrication 

The two samples ς LED 6.1 and LED 6.2 ς were fabricated into 800 ˃m mesa structures using 

photolithography and wet-etching, the processes of which is outlined in section 3.4. The etchant 

which was used is shown in Table 3.3 with its corresponding etch rate. Thermal evaporation was 

used to apply Ti/Au contacts to the sample for a top-bottom contacting configuration. Part of 

each sample underwent thermal rapid annealing to see the effect on electrical performance of 

the device. Once all contacts were applied, the sample was cleaved and mounted onto headers 

which the top contact was wire bonded to, the final device structure can be seen in Figure 3.8 

(b). The complete fabrication process can be seen in Figure 3.7.  

(a) (b) 
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6.1.3.4 Electrical testing 

Once devices had been fully fabricated then mounted and bonded to TO headers, their electrical 

properties were tested; this was done for both annealed and unannealed devices. First, the 

current was measured as a function of forward and reverse bias of the device, the IV curves that 

this produced are shown in Figure 6.15 (a) and (b) for LED 6.1 and LED 6.2 respectively. The data 

shows two fully bonded devices for both annealed and unannealed samples. This data was taken 

using the methodology described in section Figure 3.8. From these curves, it is clear that LED 6.2 

shows better electrical performance than LED 6.1 because under the same forward bias, a larger 

current is produced. Under a forward bias of +2 V, the current in LED 6.1 is ~ 10-2 A, whereas for 

LED 6.2, under the same bias, the current is ~10-1 A ς for the annealed devices. This means that 

more charge carriers are flowing through the device under a similar bias, causing more 

recombinations for a lower input power. It should be noted that a lower resistance can imply 

that current is bypassing the active region and is not always a beneficial property. Although the 

two devices showed differing levels of electrical performance, they do both show good diode-

like characteristics with a forward bias giving a current of around 10 to 100 times larger than 

that under reverse bias. It is assumed that there was no structural degradation during the 

annealing process because the annealing temperature was < 300 °C, which has been shown to 

not cause structural changes in GaSb based materials [202]. 

  

Figure 6.15: The current of two annealed and two unannealed bonded devices of (a) LED 6.1 and (b) LED 6.2 as a 
function of bias (IV curves). 

Moreover, from Figure 6.15 it is also clear that when annealed, the current flowing through the 

device under a particular bias increases, this can be seen in the difference between the red and 

green lines on the graph. When considering the forward bias of the devices, annealing increased 

the current by a factor of ~ 100 for LED 6.1 and ~ 10 for LED 6.2. This process does however 

(a) (b) 
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increase the current achieved under reverse bias by a factor greater than when considering the 

forward bias, this leads to the device having worse diode-like characteristics. 

The data shown in Figure 6.15 was analysed as outlined in section 3.5.2 to give the resistance of 

the device under forward bias. The resistance as a function of forward bias is shown in Figure 

6.16 (a) and (b) for LED 6.1 and LED 6.2 respectively. As expected, this shows that as the forward 

bias is increased, the resistance decreases, this is due to the changing position of the energy 

bands in p-type and n-type doped regions with respect to one another, allowing charge carriers 

to move more freely. Furthermore, it is apparent that LED 6.2 has a lower resistance than LED 

6.1 at a bias of ~ + 1.8 V. A resistance of around 10 ʍ is achieved by LED 6.2, whereas LED 6.1 

has a resistance of ~ 100 ʍ ς for annealed samples. The annealing process itself appears to 

decrease the resistance under forward bias by a factor of 10 as can be seen in the difference in 

the red and green like for annealed and unannealed devices respectively. 

6.1.3.5 Electroluminescence 

The temperature dependant electroluminescence was measured for both LED 6.1 and LED 6.2. 

The lower resistance ς assuming the same output power ς will increase the external efficiency 

of the device significantly so the devices from each sample with the lowest resistance was taken. 

EL spectra were taken at temperatures from 5 ς 300 K for LED 6.2 using the EL setup descried in 

section 3.6, using an AC frequency of 1 kHz and a duty cycle of 10 % to avoid Joule heating. The 

spectra obtained can be seen in Figure 6.18 (a) and the corresponding bandgap ς temperature 

relationship can be seen in Figure 6.18 (b) with a Varshni fit. 

Power dependant spectra were also taken at low temperature (5 K) to verify the current 

recombination mechanisms, as discussed in section 2.2.2. The power dependant spectra can be 

seen in Figure 6.17 (a) and show the expected result of intensity increasing with driving current. 

  

Figure 6.16: The resistance under forward bias (resistance) of the full fabricated and bonded devices (a) LED 6.1 
and (b) LED 6.2. 

(b) (a) 
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These stops increasing around 100 mA as Joule heating affects begin occurring, limiting the 

output intensity. No observable blue shift is seen in the low temperature current dependant 

spectrum, this is typical of type-I active regions. 

  

Figure 6.17: (a) the power dependent EL spectra at 5 K, with driving currents ranging from 50 - 100 mA with a 

driving current of 10 % and (b) the log(laser power) as a function of integrated emission spectra, with a linear fit 

which was used to calculate the Z-value. 

The linear fit shown in Figure 6.17 (b), has a gradient of 1.81, shown as a Z value in the graph. 

This implies that the recombinations are dominated by radiative at this temperature, as would 

be expected. The non-radiative recombination current comes from SRH recombination, which is 

shown due to Z < 2. SRH recombination at low temperature would be expected because it is 

caused by trap states. Auger recombination is largely supressed at low temperature. 

  

Figure 6.18: (a) the EL spectra of LED 6.2 at temperatures ranging from 5 - 300 K and (b) the bandgaps that this 

corresponds to at the range of temperatures with a Varshni fit with fitting values of Eg(0) = 0.522±0.001 eV, h  = 

(3.0±0.9)×10-4 eV/K and ̡ = 170±90 K. 

The temperature dependant spectra act as expected at low temperatures, this can be seen from 

the 5 ς 60 K spectra, with relatively Gaussian peak shapes when accounting for noise. However, 

(a) (b) 

(a) (b) 
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the spectra at 80 K appears to be around the same intensity as that at 60 K but with a smaller 

bandgap ς longer output wavelength. The bandgap obeyed the Varshni model from 4 ς 300 K, 

this can be seen in the plot in Figure 6.18 (b), with the plot of bandgap as a function of the 

Varshni equation. The data was fitted using the {Ŏƛtȅ άŎǳǊǾŜψŦƛǘέ function with a user defined 

Varshni equation. A comparison of this curve fitted data and the interpolation of the given alloy 

can be seen in Table 6.4, showing that the ̡ value fits within the error, however, the h value fits 

outside 1.5 times the given error. An interpolation of the bandgaps given in Vurgaftman is not 

given because that is for bulk materials, whereas here we have a quantum well. The mismatch 

in the interpolation and the data may also come from how the bandgap of a quantum well 

changes in comparison to the bulk. 

 Eg(0) / eV ʰ κ Ŝ± Y-1  ̡/ K 

Extrapolation from 

EL data 

0.522±0.001 (3.0±0.9)×10-4 172±90 

Vurgaftman 

interpolation 

N/A 4.53 157 

Table 6.4: A comparison of the Varshni parameters from the extrapolation of the EL data and an interpolation of the 
parameters given in Vurgaftman [21]. 

Once at room temperature, the electroluminescence spectra of both devices were measured 

with driving currents between 50 ς 105 mA. These spectra can be seen in Figure 6.19 (a) and (b) 

for LED 6.1 and LED 6.2 respectively. The wavelength of these devices is shorter than the PL 

samples which the active region was based on. This could be due to a drop-in arsenic and/or 

indium, an increase in the QW width, despite being grown with the same group-III base and tip 

temperatures and the same group-V bulk temperatures and valve positions. The peak 

wavelengths of both devices appear to be around 2700 nm for LED 6.2 and LED 6.1 respectively, 

with LED 6.1 having a slightly longer wavelength. The difference in wavelength between the 

devices is most probably due to the difference in active region, with LED 6.1 having a wider QW 

and higher As content in the InGaAsSb alloy. Both of these factors contribute to a narrowing of 

the bandgap, hence a longer emission. However, there is peak obfuscation due to the 

atmospheric absorption bands around ~2750 nm and ~2650 nm, along with the low intensity of 

the spectra, both of these make peak identification difficult. The actual peak wavelength could 

be higher than those shown here, but some of the spectra is not visible due to the 

aforementioned absorption bands. However, this can still be used to find a Z-value because an 

approximately equal amount of each spectrum is absorbed. 
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Figure 6.19: the driving current dependant EL spectra of (a) LED 6.1 and (b) LED 6.2, this was taken using a duty 
cycle of 10 % and AC frequency of 1 kHz. 

Figure 6.19 (a) and (b) also shows that the peak intensity of LED 6.2 is almost twice that of LED 

6.1, this can be seen when comparing the peaks of (a) and (b). This is likely due to the improved 

electrical performance of LED 6.2, allowing charge carriers to be injected into the active region 

with greater ease. When calculating the Z value from the power dependant spectra ς as is shown 

in Figure 6.20 (a) and (b) ς the Z values for LED 6.1 and LED 6.2 are 0.98 and 1.65 respectively. 

  

Figure 6.20: plot of the log of the driving current as a function of the log of the square root of the integrated 
intensity, with a linear fit to determine the Z value, for dominant recombination mechanisms for (a) LED 6.1 and (b) 
LED 6.2. 

An increase in non-radiative recombination is expected at room temperature. This is confirmed 

by Figure 6.20 (b), which shows that at room temperature, the dominant recombination 

mechanism of the device is SRH, whereas at low temperatures it was radiative recombination ς 

as was shown in Figure 6.17 (b). Further investigation would be required due to the input current 

range being less than an order of magnitude, it implies that there could be a trap state 

somewhere in the bandgap which is present at low and room temperature. 

(b) 

(b) (a) 

(a) 
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6.2. InGaAsSb/GaSb type-I structures 

In order to further increase the room temperature peak wavelength of these type-I devices, the 

bandgap of the QW alloy must further be decreased. One way of doing this is to increase the 

indium and arsenic content in the QW. Moreover, to further increase the ease of integration 

into a resonant cavity structure, the use of GaSb barriers instead of AlGaAsSb barriers is 

investigated. GaSb can be used as a barrier when the indium and arsenic contents of the alloy 

are sufficiently high because the band edges are well contained within those of GaSb, creating 

the desired type-I structure. An example of this InGaAsSb/GaSb type-I band alignment can be 

seen in Figure 6.21 (a), simulated in Nextnano. This negates the need for the Aluminium and 

Arsenic cells during the barrier growth. The growth of this structure was previously studied by 

Sifferman et al. and their results are discussed in section 4.2.2. The GaSb provides less valence 

band confinement than the quaternary barriers discussed in section 6.1.2. This is compensated 

for by increasing the amount of indium in the well, which is further beneficial as it decreases the 

bandgap, allowing access to longer wavelength emission. In this, by decreasing the substrate 

temperature from 410°C to 350°C, they noticed an increase in the PL intensity of their samples, 

due to an increase in the miscibility of the material due to the addition of Indium. 

6.2.1. Design 

When designing the active region, one thing that must be considered is the decreased 

confinement when using GaSb as a barrier as opposed to AlxGa1-xAs1-ySby. The decreased barrier 

potential means that there is a lower charge carrier confinement in the QW, because of this, it 

is preferable that InxGa1-xAs1-ySby alloy has a low bandgap. High indium content contributes to a 

smaller bandgap, as seen in Figure 6.4, as well as increasing the position of the valence band in 

relation to that of GaSb, therefore increasing the hole confinement potential. However, as seen 

in Figure 6.2, increasing indium in the InxGa1-xAs1-ySby alloy also decreases the critical layer 

thickness. Because of this decrease in critical layer thickness, the QW cannot be grown as thick 

as those demonstrated in LED 6.1 and LED 6.2, even with the addition of arsenic. Therefore, the 

intended active region would be 20 nm of GaSb followed by a 9 nm InxGa1-xAs1-ySby QW with x ~ 

0.55 and y ~ 0.2, a schematic of this can be seen in Figure 6.21 (b). The values of strain that are 

produced by varying x and y in this system can be found in Figure 6.1 (b) with the corresponding 

critical layer thicknesses in Figure 6.2. The arsenic content is increased in comparison to the 

previous active regions to decrease the bandgap and increase the critical layer thickness.  The 

alloy content and QW thickness would be tailored based on optical characterisation via 
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photoluminescence to optimise PL intensity and wavelength, with a desired output wavelength 

ƻŦ Ϥ оΦо ˃ƳΦ 

6.2.2. Growth 

MQW samples were grown on n-GaSb using the same initial outgassing and deoxidation 

processes as outlined in section 6.1.2.1 for the InGaAsSb/AlGaAsSb samples and in accordance 

with the MBE processes outlined in section 3.1. However, when growing these samples, rather 

than growing AlGaAsSb buffer regions, a 167 nm GaSb buffer was grown, followed by a 50 nm 

Al0.9Ga0.1Sb barrier. This was grown to act as a partial reflective barrier when conducting 

photoluminescence to increase carrier collection in the active region. Following this, a further 

333 nm of GaSb buffer was grown. This growth was done with a substrate temperature of  

500 °C. All of this growth, and the following active region was grown at a rate of 1 m˃ h-1. 

Once the growth of the buffer layer was complete, the growth of the active region could begin. 

Because the growth of In0.55Ga0.45As0.2Sb0.8 is around the miscibility gap of the alloy as previously 

discussed, the substrate temperature required to create a high quality, uniform alloy is lower 

than that of GaSb. This requires the substrate temperature to be reduced from the buffer 

growth, to grow both the GaSb barriers and the QW. Three different substrate temperatures 

were used when growing the system, these were: 400, 380 and 350 °C. The structural quality of 

the alloy would be analysed by the characterisation through XRD and optical performance 

through room temperature PL.  

 

 

 

 

Figure 6.21: (a) A nextnano simulation of the ɹ-band and HH-band of a GaSb/In0.55Ga0.45As0.165Sb0.835 type-I 

quantum well and (b) a schematic for the GaSb/InGaAsSb MQW calibration/PL samples. 

5 ×  

MQW 

(a) (b) 
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Once an initial 20 nm GaSb barrier had been grown, five repeats of the InGaAsSb QW and GaSb 

barrier are grown. To grow the GaSb barrier, the base temperature of the Gallium cell was ~900 

°C, during the alloy growth this is reduced to ~850 °C. The QW was then grown using a reduced 

valve setting on the Sb cell to decrease the flux, compared to the growth of GaSb and with an 

additional As flux. The Gallium cell is then returned to the temperature required for the growth 

of GaSb and the next part of the barrier is grown. Once five QWs had been grown, a 50 nm GaSb 

cap is grown before the system is bought back down to temperature and the sample removed. 

The cell temperatures of Gallium and Indium are based on the growth rate calibrations 

accounting for the strain in the system too. Throughout the growth run, it is assumed that these 

group-III cell temperatures give constant group-III mixes in the alloy. Group-V mixes were based 

on an initial flux, mediated by the cell temperature and valve position, the alloy content that 

this resulted in would be determined by the XRD scan and modelling done after the growth. If 

this did not give the desired group-V mix, then the valve position of the cell would be changed. 

Generally, as these alloys were Sb rich, the Sb cell was kept at a constant valve position and the 

As cell would then have its valve position changed to increase or decrease the As flux as required 

for the desired alloy content. 

To see the effect of substrate temperature on the miscibility of the InGaAsSb alloy, it was 

required that the same alloy be grown using different substrate temperatures. There are various 

challenges in doing this, largely relating to changing the substrate temperature affecting the rate 

at which group-V materials evaporate off of the substrate surface, varying the group-V 

incorporation in the alloy at different substrate temperatures. For constant group-III mixtures, 

as the substrate temperature is increased, the arsenic incorporation in the system also 

increases. This is due to antimony evaporating at higher temperatures and at a higher rate than 

arsenic. This did not seem to follow a linear relationship between As valve position and As 

incorporation over a variety of different substrate temperatures, with a constant As bulk 

temperature. In order to combat this, different As valve positions were used to compensate for 

the evaporation rate differences between As and Sb at different temperatures. Over the growth, 

the indium incorporation was also changed, this was done by changing the temperatures of the 

indium and gallium cells, to change the fluxes, but to keep the overall growth rate constant. 

Constant growth rate allowed QWs of approximately the same widths to be grown by keeping 

the growth time the same. Having a variety of QW widths would add another variable when 

characterising the material via XRD, meaning it would be more difficult to characterise the alloy 

content. Moreover, increasing the growth rate would likely decrease material quality which 

should be avoided.  
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6.2.3. Characterisation 

Once the samples had been grown, they were first characterised via XRD and then by 

photoluminescence, in the same way which the previous AlGaAsSb/InGaAsSb samples were. 

This is to confirm the structure and emission of the samples, comparing the results to what was 

initially targeted. 

6.2.3.1 Structural characterisation 

The structural characterisation was carried out on the samples using XRD, this was to confirm 

that satellite peaks were present to check QW formation had occurred. Also, to confirm the alloy 

content and thickness of the various layers. XRD scans and their models of the samples grown 

can be seen in Figure 6.22 (a) ς (f), the corresponding alloy contents are shown in Table 6.5, the 

QWs in this growth are around 9 nm.  

  

  

  

(a) (b) 

(c) (d) 
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Table 6.5 shows that only samples grown using a substrate temperature of 400 and 380 °C had 

their room temperature PL analysed. This is because all of the samples grown at 350 °C have 

very poor-quality satellite peaks and did not display room temperature PL emission, implying 

that QW formation did not properly occur. The poorer quality of XRD can be seen in Figure 6.22 

(g) and (h) which shows the scan and model of samples 6.14 and 6.15, both of which were grown 

with a substrate temperature of 350 °C, this is likely due to a mis-aiming of Arsenic, leading to 

growing non-optimally in the miscibility gap. Growing at 350 °C should have given better PL 

signal for a sample, as was shown by Sifferman [83]. Over the range of substrate temperatures, 

despite the calibration of As and Sb valve positions, it was not possible to grow the exact same 

alloy contents of the QWs at the different temperatures. However, upon inspection, the satellite 

peaks of the samples which were grown are well defined, implying good quality QWs with abrupt 

barriers. The indium content of the QWs was varied between 0.500 ς 0.584 and the antimony 

between 0.835 ς 0.693. Despite the growth of a 50 nm Al0.9Ga0.1Sb layer below the active region 

ς which is not lattice matched to GaSb ς there does not appear to be any significant extra peaks 

  

  

Figure 6.22: XRD scans and corresponding models for (a) SAMPLE 6.8, (b) SAMPLE 6.9, (c) SAMPLE 6.10, (d) 

SAMPLE 6.11, (e) SAMPLE 6.12, (f) SAMPLE 6.13, (g) SAMPLE 6.14 and (h) SAMPLE 6.15. 

(e) (f) 

(g) (h) 



131 
 

from this layer. This implies that this layer is grown close enough to lattice matched that it will 

not cause any relaxation in the sample. 

Sample InxGa1-xAs1-ySby Substrate 

temperature / °C 
x y 

SAMPLE 6.8 0.540 0.835 380 

SAMPLE 6.9 0.500 0.742 380 

SAMPLE 6.10 0.500 0.682 400 

SAMPLE 6.11 0.500 0.884 380 

SAMPLE 6.12 0.584 0.693 380 

SAMPLE 6.13 0.584 0.660 400 

SAMPLE 6.14 0.584 0.757 350 

SAMPLE 6.15 0.584 0.729 350 

Table 6.5: the alloy contents of samples: SAMPLE 6.8, SAMPLE 6.9, SAMPLE 6.10, SAMPLE 6.11, SAMPLE 6.12, 
SAMPLE 6.13, SAMPLE 6.14 and SAMPLE 6.15, this is according to the modelling of the XRD scans shown in Figure 

1.23. 

6.2.3.2 Photoluminescence 

Once the samples had been characterised via XRD and had their structures modelled, they had 

their room temperature PL spectra taken. Room temperature PL was measured using the 

experimental setup described in section 3.3. The normalised spectra for the samples described 

in Table 6.5 can be seen in Figure 6.23 (a). Showing that the samples have emission peaks ranging 

from ~ 2500 ς 3400 nm, with SAMPLE 6.11 having the shortest wavelength emission and SAMPLE 

6.13 having the longest. The data for SAMPLE 6.9 and SAMPLE 6.10 is obfuscated by the water 

vapour peak from ~ 2650 ς 2850 nm which is highlighted in red on the figure, there is a further 

absorption peak ~ 2600 nm, causing a slight dip in the spectra. 
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Figure 6.23: (a) the normalised room temperature PL spectra of the InGaAsSb/GaSb samples grown and displayed 

in Table 6.5, the CO2 absorption peak is also highlighted to make the peaks clearer; (b) the corresponding 

bandgaps as a function of alloy content and (c) the integrated intensity of samples as a function of their growth 

temperature. 

(a) 

(b) 

(c) 

Water vapour 
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The bandgaps corresponding to the PL peaks shown in Figure 6.23 (a) are plotted as functions 

of their alloy content in Figure 6.23 (b). This shows that as a general trend, when the As content 

of the alloy is increased whilst holding all other variables constant, this decreases the bandgap, 

shown for In contents of 0.500 and 0.584. It also shows that as the indium is increased, the 

bandgap decreases. This is also an expected result which has been shown in simulations and 

with other samples described in this chapter. 

However, because the bandgap of SAMPLE 6.8 is around the same as those with much higher 

indium and arsenic contents, it implies that there could be a fault in its structural 

characterisation. The QW of this device could be thicker than those of the other ones, i.e. greater 

than 9 nm. The trends shown in this graph do however imply that it is possible to obtain 

emissions around 3300 nm using this material system, which is required for the detection of  

C-H bonds in plastics. With samples: SAMPLE 6.8, SAMPLE 6.12 and SAMPLE 6.13 falling within 

this wavelength range. Comparing the relative PL intensities in Figure 6.23 (a) to the substrate 

temperatures during the active region growth, it is clear that those which were grown at 370°C 

display a greater PL intensity that those grown at 400°C. This can also be seen in Figure 6.23 (c), 

which the integrated intensity of those samples grown at 370°C in comparison to those grown 

at 400°C. However, as well as the XRD of those grown at 350°C having poor satellite peaks, there 

was also no PL observable at room temperature. The lack of PL at 350°C is likely due to an 

increase in the As content of the QW as discussed in section 6.2.2 rather than the temperature 

negatively affecting the miscibility of the intended QW alloy. Although SAMPLE 6.12 and SAMPLE 

6.13 give spectra which is in the desired wavelength range the spectra are about five times 

weaker when not normalised compared to the other samples. This could be due to the alloy 

being at a point in the miscibility gap, causing non-uniform alloy, which often gives poorer 

quality emission as experienced by these in comparison to other samples. 

As was done in section 6.1.2.3, the power dependant PL spectra of the brightest samples were 

analysed to determine the dominant recombination mechanisms of MQW systems of this type, 

using the same analytical method. 
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Figure 6.24: room temperature power dependant photoluminescence spectra, using laser powers of 100 %, 65 %, 
50 %, 25 % and 10 % for (a) SAMPLE 6.8 and (b) SAMPLE 6.11. 

 

The power dependant room temperature PL can be seen in Figure 6.24 (a) and (b) for samples 

SAMPLE 6.8 and SAMPLE 6.11 respectively. It should further be noted that SAMPLE 6.8 gave 

some of the brightest PL emission of a sample grown at Lancaster. This can be seen in the power 

dependant PL as it is brighter than SAMPLE 6.11 which has a smaller bandgap ς this should 

increase the output power, as shown in Figure 4.15. This shows the expected trend for both 

samples, with decreasing laser power giving spectra of decreasing intensity. The high energy 

άǘŀƛƭǎέ ƻŦ ǘƘŜ ǎǇŜŎǘǊŀ ŀǊŜ ƭŀǊƎŜǊ ƛƴ ǘƘŜǎŜ ǎŀƳǇƭŜǎ ǘƘŀƴ ƛƴ ǘƘƻǎŜ ǿƛǘƘ !ƭDŀ!ǎ{ō ōŀǊǊƛŜǊǎΦ ¢Ƙƛǎ ŎƻǳƭŘ 

be due to a smaller valence band confinement energy, which is exacerbated at higher 

temperatures. 

  

 Figure 6.25: the log input laser power as a function of the log of square root of integrated spectral intensity with a 
linear fit which has its gradient shown as Z for (a) SAMPLE 6.8 and (b) SAMPLE 6.11. 

Moreover, no noticeable blue shift can be seen with increasing laser power, which is 

characteristic of type-I devices, confirming the structures of samples both have the expected 

bandgap alignment. This is important because with certain InGaAsSb alloys with high In and As, 

a type-II alignment can be created with GaSb. When considering the dominant recombination 

(a) (b) 












































































































