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A B S T R A C T   

Few layers Black phosphorus (BP) and phosphorene are two-dimensional (2D) materials renowned for their 
adjustable bandgaps, high carrier mobility, and anisotropic conductivity, which make them highly promising for 
applications in the visible and infrared spectrum. The incorporation of these materials into polymer matrices has 
led to significant advancements in material science, resulting in nanocomposites with enhanced mechanical, 
electrical, and optical properties. This article provides a thorough analysis of BP/phosphorene polymer nano
composites, including synthesis techniques (such as exfoliation methods) and manufacturing approaches. 
Advanced characterisation techniques are utilised to assess the structure, morphology, and properties of these 
composites. The article highlights the potential applications of these materials in energy storage (e.g., high- 
capacity batteries), flexible electronics (e.g., bendable displays), environmental sensing, and emerging 
biomedical fields such as targeted drug delivery. Furthermore, the article discusses potential solutions to tackle 
the challenges associated with the scalable, cost-effective production and ambient stability of BP/phosphorene, 
leveraging recent advancements in engineering research. The conclusion outlines future research directions, 
emphasising the importance of addressing persistent challenges through technological breakthroughs and 
exploring potential avenues for further advancement.   

1. Introduction 

Phosphorus (P), the 15th element on the periodic table, plays a vital 
role in various industrial and biological processes [1]. It exists in 
numerous allotropes, with black phosphorus (BP) garnering significant 
interest due to its exceptional electronic and optoelectronic properties 
[1,2]. Black phosphorus exists in two main phases: alpha (α) and beta 
(β). α-BP possesses a puckered honeycomb structure similar to graphene, 
but with a wider bandgap [2]. This wider bandgap makes α-BP attractive 

for electronic and optoelectronic devices [3,4]. In contrast, β-BP exhibits 
unique electronic and bonding characteristics, making it well-suited for 
thermoelectric and energy storage applications [5]. Researchers have 
employed various techniques to investigate the properties and perfor
mance of BP. For example, Latiff et al. [6] explored the cytotoxicity of 
different phosphorus allotropes, underlining the importance of under
standing their impact on biological systems. Kim et al. [7] fabricated 
high-performance field-effect transistors (FETs) using BP, demonstrating 
its high carrier mobility and compatibility for device applications. 
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Beyond the fundamental properties discussed earlier, researchers are 
actively investigating the electronic structure of black phosphorus (BP) 
using sophisticated experimental and theoretical approaches. This 
deeper understanding is crucial for optimising its performance in 
various applications. Wang et al. [8] employed a combined approach of 
density functional theory (DFT) calculations and optical spectroscopy to 
analyse the bandgap of BP. This study revealed its key characteristics – a 
direct bandgap and high light absorption capability – providing valuable 
insights into its potential for optoelectronic devices. Florian et al. [9] 
utilised micro-focus angle-resolved photoemission spectroscopy 
(μ-ARPES) to investigate the electronic structure of ultrathin BP layers. 
This technique offered a deeper look into its fascinating anisotropic 
sub-bands, and the researchers established tight-binding parameters for 
varying thicknesses, providing a more comprehensive understanding of 
its electronic behaviour. Kwon et al. [10] complemented the experi
mental findings of Florian et al. by conducting simulations using DFT 
calculations for nano-sized molecules, including BP. This synergistic 
approach of combining experimental techniques with theoretical simu
lations strengthens our understanding of BP’s electronic properties at 
the atomic and molecular levels. Fabio et al. [11] provided a compre
hensive overview of time-resolved ARPES (TR-ARPES) techniques. This 
study sheds light on the ultrafast electron dynamics and 
out-of-equilibrium electronic structures within various quantum mate
rials, including BP. TR-ARPES offers valuable insights into the behaviour 
of electrons on ultrashort timescales (femtoseconds), complementing 
the information obtained from traditional ARPES measurements. Jihang 
et al. [12] proposed a theoretical model to evaluate the potential of 
ARPES in addressing fundamental questions within graphene-based 
moiré superlattices. These artificial materials, formed by stacking 
layered materials like BP with a twist, have emerged as a promising 
platform for exploring novel phenomena and manipulating properties of 
2D materials [12,13]. While moiré superlattices hold promise for ap
plications like electrocatalytic hydrogen evolution, limitations in theo
retical understanding and processing technologies remain challenges 
[14]. Studies continue to explore sophisticated applications of black 
phosphorus (BP) and phosphorene by delving into their thermal, me
chanical, and functionalisation properties. Han et al. [15] meticulously 
mapped BP’s electronic structure using ARPES, identifying surface 
resonant states that can influence bulk behaviour. They also demon
strated band structure control through Cs-doping, suggesting potential 
applications in topological field-effect transistors. Importantly, these 
surface-resonant states can significantly impact BP-based photodetec
tors and solar cells. Chen et al. [16] revealed that layers and defects 
influence BP’s high in-plane thermal conductivity, opening avenues for 
its use in thermal management systems. Meanwhile, Zhou et al. [17] 
highlighted BP’s high Young’s modulus and anisotropic stiffness, indi
cating promise in nanomechanical devices. Bouatou et al. [18] and Su 
et al. [19] demonstrated that functionalisation – the attachment of 
chemical groups – can modify BP’s electronic and optical properties, 
offering a way to tailor its behaviour for specific applications. Derived 
from BP, phosphorene offers exceptional potential for energy conversion 
and storage. Furthermore, research demonstrates its impressive perfor
mance as an anode material in lithium-ion batteries and potential for use 
in sodium-ion and potassium-ion batteries [20–22]. While, Few-layer BP 
and phosphorene possess distinct characteristics influencing their suit
ability for different applications. Few-layer BP’s stacked structure and 
direct bandgap are advantageous for optoelectronics. In contrast, 
phosphorene’s adjustable bandgap, enabling transitions between semi
conducting and metallic states, offers versatility for electronic applica
tions. Although few-layer BP exhibits higher carrier mobility and 
thermal conductivity, phosphorene’s properties can be optimised 
through structural engineering [23,24]. Few-layer BP’s strong electronic 
anisotropy provides advantages for electronics and optoelectronics, 
including high in-plane carrier mobility, tailorable bandgap, strong 
light-matter interactions, and polarisation-sensitive device characteris
tics [22]. Meanwhile, surface modification plays a crucial role in 

tailoring the properties of both few-layer BP and phosphorene. It allows 
for customisation of electronic properties, enhanced stability, improved 
biocompatibility, and even catalytic activity, particularly in phosphor
ene [8,23,25]. Fig. 1 offers a concise overview of the structures, prop
erties, and applications of BP and phosphorene, emphasising their 
potential in electronics, optoelectronics, and energy storage. 

2. Background and scope of black phosphorus and phosphorene 

Black phosphorus (BP), discovered in the early 1900 s, has capti
vated researchers for its potential in electronic and optoelectronic ap
plications since the 1960 s. The development of exfoliation techniques 
in the early 2010 s enabled the creation of thin layers of BP, known as 
few-layer BP. Notably, Bridgman’s work played a significant role in the 
development of scalable production methods for BP. In 2014, a signifi
cant breakthrough occurred with the introduction of phosphorene, a 
single-layer derivative of BP, opening new avenues for device develop
ment [26]. BP is one of the most stable phosphorus allotropes at high 
temperatures and pressures [27]. Its distinctive crystal structure exhibits 
two key directional characteristics: zigzag and armchair. Each layer 
comprises phosphorus atoms arranged in zigzag chains with a bond 
angle of approximately 99◦ and a bond length of 2.18 Å. Weak van der 
Waals forces hold the layers together, with an interlayer spacing of 
about 5.3 Å [28]. Unlike the flat layers of graphite and graphene, BP’s 
layers have a corrugated or puckered shape. This unique structural 
characteristic contributes to the exceptional electronic and mechanical 
properties that distinguish BP and phosphorene from other 
two-dimensional materials. Phosphorene, a single-layer derivative of 
BP, possesses a two-dimensional honeycomb lattice structure with 
characteristic ridges on two parallel planes [29,30]. Fig. 2 provides a 
schematic representation of the crystal structures of BP and phosphor
ene for a comparison. 

Beyond their exceptional structure, black phosphorus (BP) and 
phosphorene exhibit remarkable potential in various applications. Their 
favourable electrochemical properties and high theoretical specific ca
pacity make them promising candidates for advanced lithium-ion bat
teries and efficient photovoltaic devices [32]. Notably, their sensitivity 
to chemical and physical stimuli allows for the development of sensors 
for gas, pressure, strain, and humidity detection [33]. Furthermore, 
their unique optical properties open doors for applications in imaging 
and optical sensing. Biomedical research is actively exploring the po
tential of BP and phosphorene in drug delivery systems, bioimaging, and 
tissue engineering, where biocompatibility is paramount [34]. Addi
tionally, their electronic structure and high surface area make them 
promising catalysts for clean energy processes like hydrogen evolution 
and oxide reduction reactions [35]. Composites combining BP or phos
phorene with polymers, metals, and metal oxides offer exciting possi
bilities for further enhancing properties and introducing new 
functionalities. These combinations can lead to significant improve
ments in mechanical, electrical, and optical performance [36]. Under
standing the properties and applications of BP and phosphorene 
necessitates the use of sophisticated characterisation techniques. X-ray 
diffraction (XRD) provides valuable insights into crystal structure, layer 
thickness, and orientation. Transmission electron microscopy (TEM) 
offers atomic-scale imaging and defect analysis capabilities. Raman 
spectroscopy aids in determining the number of layers through analysis 
of vibrational properties. Field-effect transistors (FETs) are crucial tools 
for measuring electrical transport properties. Additional techniques like 
scanning tunnelling microscopy (STM), photoluminescence (PL) spec
troscopy, X-ray photoelectron spectroscopy (XPS), ultraviolet photo
electron spectroscopy (UPS), and capacitance-voltage (C-V) 
measurements can provide further comprehensive information [37,38]. 
It’s crucial to recognise that bulk BP, few-layer BP, and phosphorene 
possess distinct properties. Each form has a unique structure, bandgap, 
carrier mobility, stability profile, and set of suitable applications. 
Phosphorene, despite its lower stability, boasts the highest carrier 
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mobility and a tuneable bandgap, making it attractive for optoelectronic 
applications. Few-layer BP offers a well-balanced combination of per
formance and stability, surpassing bulk BP in some aspects. Bulk BP, 
being the most stable form, finds applications in various fields, as 
summarised in Table 1. 

2.1. Synthesis methods of black phosphorus 

The synthesis of black phosphorus (BP) and its single-layer deriva
tive, phosphorene, involves various methods relying on either red 
phosphorus (RP) or white phosphorus (P4) precursors. Each method 
offers advantages and limitations in terms of the material’s desired 
properties and applications [32]. Fig. 3 provides a visual overview of 
these synthesis routes. High-energy ball milling method efficiently 
produces BP, allowing optimisation of milling conditions to avoid 
thermal degradation. Post-milling treatments can further enhance BP 

crystallinity and purity [41–43]. 
Chemical vapor transport (CVT) produces high-quality BP single 

crystals with controlled properties [44–46]. Wet-chemical methods 

Fig. 1. Black Phosphorus: A Versatile Material for Cutting-Edge Applications.  

Fig. 2. Schematic representation of a) black phosphorus, b) phosphorene crystal structure [31].  

Table 1 
Black Phosphorus, Few-Layer Black Phosphorus, and Phosphorene comparison [39,40].  

Property Black Phosphorus Few-Layer Black Phosphorus Phosphorene 

Structure Layered material with puckered honeycomb lattice Stacked layers of black phosphorus Single-layer BP sheet 
Thickness Bulk material or few layers Typically, 2–10 layers Monolayer 
Bandgap Tuneable from 0.3 eV to 2.0 eV Tuneable from 0.3 eV to 1.88 eV 1.2–2.0 eV 
Carrier Mobility Up to 1000 cm2/Vs at room temperature 640–700 cm2/Vs for monolayer BP; 

4800–6400 cm2/Vs for five layers 
10,000–26,000 cm2/Vs at room temperature 

Electrical 
Conductivity 

High Lower than bulk BP but significant Highest among the three materials 

Stability More stable than phosphorene; remains stable at 
atmospheric conditions for a few months 

Less stable than bulk BP; medium reactivity 
and air instability 

Less stable than bulk BP and few-layer BP; highest 
reactivity and air instability 

Thermal 
Conductivity 

Good heat conductor with high anisotropy Increases with thickness; exhibits anisotropy Highest among the three materials with high 
anisotropy 

Applications Photodetectors, solar cells, field-effect transistors, 
energy storage, thermal management 

Similar applications to bulk BP, but with 
reduced performance 

Optoelectronic devices, energy storage, sensors, 
catalysis, biomedical applications  

Fig. 3. Synthesis route for black phosphorus and phosphorene.  
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employs reducing agents for molecular-level control over BP synthesis, 
allowing customisation of its morphology and structure [47,48]. 
Bridgman method achieves high-quality BP crystals, but environmental 
and health risks due to mercury use pose concerns [49–51]. Melting 
method produces high-quality BP under high pressure, but faces chal
lenges related to equipment costs, energy consumption, and safety [52, 
53]. Low-temperature solution synthesis generates few-layer phos
phorene or BP with tailored optical and electronic properties [53–55]. 
Mechanical exfoliation is a simple, cost-effective way to produce 
few-layer or monolayer BP flakes [56]. Chemical vapor deposition 
(CVD) enables controlled doping of large-area BP films, but requires 
specialised equipment and conditions [57]. Liquid-phase exfoliation 
(LPE) is scalable production of high-quality BP nanosheets, but limita
tions exist in generating large-area films [58]. Direct phosphorylation 
allows BP growth on various substrates but introduces complexities and 
potential quality issues [59]. Solvothermal-assisted LPE combines sol
vent dispersion with high-temperature treatment for thickness control 
and scalability [60]. One-step hydrothermal process offers a simple, 
cost-effective way to create high-quality BP crystals suitable for elec
tronics and optoelectronics [41]. BP undergoes phase changes under 
high pressure, exhibiting superconductivity at extreme conditions [61]. 
The optimal synthesis approach depends on desired properties, re
sources, and equipment [55]. For example, vapor deposition allows 
growth on various substrates, while pressure quenching can yield crys
tals for fundamental research. Specific application necessitates careful 
method selection. Mechanical exfoliation suits biosensors, drug de
livery, and tissue scaffolds [62]. CVD is ideal for biocompatible poly
mers films [63]. LPE produces nanosheets for bioimaging and targeted 
therapy [64], while direct phosphorylation can improve biosensor per
formance [65,66]. Table 2 offers a useful comparative evaluation of 
synthesis techniques. 

2.2. Synthesis methods of phosphorene 

Phosphorene, a single-layer derivative of black phosphorus (BP), 
possesses exceptional electronic, optical, and mechanical characteristics 
that hold immense potential for various applications [78]. To fully 
realise this potential, efficient and scalable synthesis of high-quality 
phosphorene is paramount. Black phosphorus (BP), the most stable 
allotrope of phosphorus, adopts a layered structure consisting of puck
ered honeycomb lattices. Within each layer, individual phosphorus 
atoms covalently bond with three neighbours [39,40]. Bulk BP behaves 
as a semiconductor with a narrow bandgap, while phosphorene exhibits 
a wider bandgap that depends on its thickness. Notably, the bandgap 
transitions from indirect to direct as the number of layers decreases [79]. 
Additionally, phosphorene boasts high carrier mobility, a tuneable 
bandgap, and pronounced in-plane anisotropy – properties that make it 
highly attractive for applications in nanoelectronics, optoelectronics, 
sensing, and energy conversion [50]. The compelling properties of 
phosphorene, particularly its high carrier mobility and strong ultraviolet 
(UV) absorption, make it an ideal candidate for optoelectronic devices. 
To meet the growing demand for this material, researchers have 
developed a diverse range of synthesis methods [80]. These methods can 
be broadly categorised into two main approaches: top-down and 
bottom-up. As illustrated in Fig. 4, the choice of synthesis method 
significantly impacts the properties and performance of phosphorene. 
For instance, mechanical exfoliation yields high-quality, atomically thin 
flakes ideal for fundamental studies, while LPE offers a more scalable 
route for producing phosphorene for applications that can tolerate some 
size and thickness variations. CVD and MBE are well-suited for situa
tions requiring precise control over layer thickness and uniformity, 
particularly in nanoelectronics device fabrication. 

Top-down techniques separate the layers of bulk BP by breaking the 
weak van der Waals forces between them, resulting in single-layer or 
few-layer nanosheets. Bottom-up techniques synthesise phosphorene 
directly from molecular precursors [79]. Common top-down methods 

Table 2 
Comparison of Different Synthesis Methods for Black Phosphorus.  

Method Parameters Key Findings and 
Additional Notes 

Ref. 

Chemical Vapor 
Transport 
(CVT) 

High temperature, 
vacuum conditions, 
sealed quartz tube 

High-temperature, 
vacuum conditions, 
sealed quartz tube for 
large BP crystal 
synthesis. Cooling rate 
affects crystal size. 

[67] 

Wet-Chemical 
Methods 

Temperature, 
concentration, pH 

Precise control needed 
for solid formation. 
Simple methods face 
yield and purity 
challenges. 

[68,69] 

Bridgman’s 
Method 

Temperature 
gradient, controlled 

Requires temperature 
gradient, controlled 
atmospheres, expensive 
equipment. 

[70] 

Modified 
Bridgman’s 
Method 

Temperature 
gradient, rate of 
crucible 

Temperature gradient 
crucial; slow crucible 
movement enhances 
crystal growth. Dopant 
control challenging. 

[71] 

Mercury 
Catalysis 

Mercury dosage, 
catalyst type 

High yield, large crystal 
size with mercury 
catalysts. Alternatives 
reduce environmental 
hazards. 

[38] 

Liquid Bismuth 
Method 

High pressure, high 
temperature, slow 
cooling rate, purity of 
bismuth and 
phosphorus, safety 
protocols 

High-pressure, high- 
temperature 
environment. Slow 
cooling, purity crucial. 
Bismuth toxicity 
requires safety 
measures. 

[72] 

Melting Method 
with High 
Isobaric 
Pressure 

Pressure, 
temperature, cooling 
rate 

High-quality BP crystals 
with precise temperature 
control. Expensive 
equipment, energy- 
intensive process. 

[70] 

One-Step 
Hydrothermal 
Method 

Temperature, 
pressure, EDA 
concentration, pH 
control, safety 
measures 

Low-temperature BP 
synthesis using 
ethylenediamine. pH, 
EDA concentration 
critical. Safety 
precautions necessary. 

[73] 

High-Energy Ball 
Milling 

Ball to Powder Ratio 
(BPR), milling speed, 
milling time, milling 
atmosphere 

BPR, milling speed, and 
time affect particle 
properties. Inert 
atmospheres prevent 
oxidation. High 
conversion yields but 
may compromise 
crystallinity. 

[67, 
74–76] 

High Isobaric 
Pressure 
Melting 
Method 

Pressure, 
temperature, cooling 
rate 

High-pressure 
equipment essential for 
large BP crystal growth. 
Precise temperature 
control needed. Slow 
cooling rates preferred. 

[64,67] 

CVT Method (Sn/ 
I2/red-P 
system) 

Temperature, sealed 
quartz tube 

Simplified purification, 
high crystallinity BP. 
Two-step heating 
process. Mechanism not 
fully understood. 

[59,77] 

CVT Method (Sn/ 
SnI4/red-P 
system) 

Temperature, 
precursor synthesis 

Cost-effective, 
challenges in precursor 
synthesis. 

[77] 

Nilges’s CVT 
Approach 

Trace minerals, 
impurities 

Trace minerals enhance 
synthesis but may 
introduce impurities. 

[77] 

High-Pressure 
White 
Phosphorus 
Preparation 

Pressure, temperature Utilises high-pressure 
equipment for BP 
synthesis. 

[74–76]  
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include mechanical exfoliation (the “Scotch tape” method), which was 
first used for isolating graphene. It can produce high-quality BP nano
sheets, but it is not scalable and requires specialised equipment [81,82]. 
Liquid-phase exfoliation (LPE) disperses bulk BP in solvents such as 
N-methyl-2-pyrrolidone (NMP) or dimethylformamide (DMF) to pro
duce phosphorene nanosheets. LPE can generate larger quantities 
without expensive equipment and can be combined with techniques 
such as ultrasonication and electrochemical processes [83]. However, 
LPE can be challenging to achieve uniform size and thickness control. 
Other synthesis methods offer specific benefits. Solvothermal methods 
enable low-cost production of BP nanoparticles and nanocrystals with 
tuneable properties [84]. Hydrothermal synthesis produces BP in 
various morphologies by heating precursors in water under high pres
sure, but it is time- and energy-consuming. Pulsed laser deposition (PLD) 
produces high-quality, uniform BP films with precise control over 
thickness and composition, but it requires specialised equipment and is 
not suitable for large-scale production [85–88]. Among these methods, 
mechanical exfoliation, liquid exfoliation, and plasma etching are 
widely used for BP fabrication because they rely on breaking the weak 
van der Waals forces between layers [89–92]. Several methods have 
been devised to improve the synthesis of BP nanosheets. Guo et al. [93] 
were the first to isolate monolayer BP through a combination of me
chanical exfoliation and plasma etching. To increase yield, methods 
assisted by metal have been introduced [94]. To enhance the effec
tiveness of mechanical exfoliation, dry transfer techniques using 
thermal-release tape or PDMS stamps have been developed. However, 
scalability for large-scale device production is still a challenge [95–97]. 
Liquid-phase exfoliation (LPE) of ultra-thin BP can be achieved using 
various solvents in combination with ultrasonication or electrochemical 
processes [98,99]. The choice of solvent significantly affects yield, with 
the surface tension matching the surface energy of the bulk material 
being vital. NMP-assisted exfoliation enhances stability by introducing 
hydroxyl groups onto the BP surface. The size of BP can be controlled by 
adjusting the power and duration of sonication [100]. While LPE often 
uses environmentally harmful solvents, emerging “green” methods use 
ionic liquids (ILs). These promote dispersion interactions through 
weakly coordinating ions and group grafting [101,102]. Electro
chemical exfoliation is a promising method for obtaining high-quality 
BP. This approach includes specific techniques such as cationic inter
calation and anodic oxidation [103,104]. Anodic oxidation with 
aqueous electrolytes has enabled the isolation of BP down to a few 
atomic layers. However, while cation insertion facilitates damage-free 

phosphorene synthesis, these cations can be partially oxidised via 
anion insertion, potentially affecting BP and phosphorene characteris
tics. This can be mitigated by water rinsing [105,106]. Chemical vapour 
deposition (CVD) is an effective technique for synthesising phosphorene. 
It allows for scalable production with control over layer characteristics. 
Furthermore, CVD enables precise doping, integration with other ma
terials, and the growth of high-quality BP films, making it suitable for 
large-scale manufacturing. However, it requires specialised expertise, 
expensive equipment, and consumes time and energy [107]. Molecular 
beam epitaxy (MBE), conducted in an ultra-high vacuum environment, 
allows for the epitaxial growth of phosphorene on selected substrates. 
Precise control of phosphorous evaporation via beams produces phos
phorene with exceptional crystallinity and flexible layering. However, 
its low yield and high cost of instrumentation are limiting factors [108]. 
Additional hybrid methods include pulsed laser deposition (PLD) and 
electrochemical exfoliation. PLD deposits-controlled phosphorene films 
by ablating BP targets with high-energy laser pulses. However, this 
method offers only moderate tunability and layer thickness control 
[109]. Electrochemical exfoliation uses electric current and potential 
within an electrolytic solution to exfoliate bulk BP, with adjustable pa
rameters influencing the process. However, the potential introduction of 
defective phosphorene and impurities are concerns [110]. Direct 
chemical synthesis of few-layer BP faces challenges associated with the 
air instability of BP, leading to underexplored pathways compared with 
top-down methods [77]. This process comprises three stages: nucle
ation, island expansion, and film formation [111]. Techniques such as 
PLD and in-situ CVD have shown success in synthesising BP [112]. The 
choice of substrate is crucial, with flexible and single-crystal metal 
substrates reducing defects and improving BP quality [113,114]. Opti
misation of pressure and temperature control is key to enhancing 
large-scale production and elucidating the underlying growth mecha
nisms. Direct synthesis using red phosphorus (RP) thin films as pre
cursors promises scalability [115,116]. Surface passivation is a crucial 
step in enhancing the usability of BP. Techniques that use organic sol
vents or 2D materials for encapsulation can extend its stability and 
broaden its application potential [112,115,117]. For real-world appli
cations, it’s essential to produce phosphorene on a large scale and of 
high quality. Given its vulnerability to oxidation and hydrolysis, it’s 
important to carefully manage the ambient conditions during produc
tion. Maintaining consistency in thickness and lateral dimensions is key 
to ensuring reproducibility and reliable device performance [118]. The 
properties of phosphorene can be customised through surface 

Fig. 4. Overview of Preparation Strategies for Fabricating Two-Dimensional (2D) Few-Layer Black Phosphorus (BP) and Phosphorene [79].  
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modifications. Techniques such as chemical functionalisation, metal 
doping, and the creation of 2D hetero composites can alter its electronic 
structure, reactivity, and stability [119–121]. Table 3 offers a compar
ison of various phosphorene synthesis techniques, highlighting the ad
vantages and drawbacks of each. 

2.3. Black phosphorus and phosphorene: structure, properties, and 
characterisation 

Black phosphorus (BP) and phosphorene are structurally related 
forms of phosphorus, both characterised by a layered arrangement. 
However, the number of layers and the strength of interlayer bonding 
significantly impact their properties. BP consists of multiple covalently 
bonded phosphorus atoms stacked in a puckered honeycomb lattice, 
held together by weak van der Waals forces [44,133]. This layered 
structure, confirmed by X-ray diffraction (XRD) analysis [134,135], 
grants BP its anisotropic characteristics – properties that vary depending 
on direction. In contrast, phosphorene represents a single or few-layered 
variant, where individual layers are held together by even weaker van 
der Waals interactions [136]. This difference translates to a more flex
ible nature for phosphorene compared to the rigid, layered structure of 
BP [44,133]. The variations in structure between BP and phosphorene 

lead to distinct properties that make them attractive for various appli
cations. BP exhibits a wider bandgap than phosphorene, making it 
suitable for high on/off ratio devices in electronics [137,138]. Addi
tionally, BP’s anisotropic electronic characteristics offer unique advan
tages for device design. However, BP can be susceptible to instability 
under certain conditions [138]. Conversely, phosphorene boasts a 
tuneable bandgap that can be adjusted based on the number of layers, 
offering greater flexibility for optoelectronic applications [136]. The 
non-uniform electron distribution within phosphorene’s structure, 
influenced by the number of layers, also contributes to its unique 
properties. Notably, few-layered phosphorene exhibits enhanced sta
bility compared to its monolayer counterpart [138]. X-ray diffraction 
(XRD) serves as a crucial tool for investigating the atomic arrangement 
within BP and phosphorene. BP’s characteristic XRD pattern features 
prominent peaks corresponding to specific crystal planes, such as (020), 
(040), and (060), which reveal information about interlayer spacing and 
crystal structure [134,135]. Additionally, peaks associated with (002) 
and (004) planes confirm BP’s layered nature. These peaks correspond 
to specific "d-spacing" values, providing detailed structural information. 
Conversely, phosphorene exhibits a distinct XRD pattern indicative of its 
orthorhombic unit cell with well-defined dimensions. The unique 
puckered honeycomb lattice structure of phosphorene, characterised by 
sp3 hybridised phosphorus atoms, imparts a partially metallic character 
to the material. This structure also leads to remarkable anisotropy in 
various properties of phosphorene, including electrical conductivity, 
thermal conductivity, vibrational behaviour, and mechanical charac
teristics [139–141]. This anisotropy arises due to the presence of two 
primary directions within the material: the armchair and zigzag di
rections. Studies have shown that electrical conductivity is lower in the 
armchair direction compared to the zigzag direction [142,143]. Both BP 
and phosphorene exhibit the ability to undergo reversible phase trans
formations when subjected to high pressure or temperature conditions 
[142]. These transformations lead to the formation of new phases with 
distinct crystal structures, such as orthorhombic, rhombohedral, and 
simple cubic [144–146]. Interestingly, some of these high-pressure 
phases exhibit superconductivity, a phenomenon that has garnered 
significant research interest in phosphorus allotropes [61,147,148]. 
X-ray diffraction (XRD) and polarisation-resolved Raman scattering 
(PRRS) serve as crucial techniques for investigating the structural and 
anisotropic properties of BP and phosphorene. As discussed earlier, XRD 
analysis provides valuable information about the crystal structure of a 
material. In the case of BP, the characteristic XRD pattern with specific 
peaks (Fig. 5a) allows researchers to determine its lattice parameters 
[134]. This information is essential for understanding the arrangement 
of atoms within the BP crystal structure. Polarisation-Resolved Raman 
Scattering (PRRS) offers a powerful tool for exploring the anisotropic 
properties of BP (Fig. 5b) [149,150]. Raman spectroscopy itself relies on 
scattered light to identify a material’s vibrational modes (phonons), 
which provide insights into its structure. PRRS takes this a step further 
by controlling the polarisation of both the incident and scattered light. 
This enables researchers to observe that BP’s vibrational modes vary 
along different crystallographic directions. By selectively activating or 
strengthening specific modes based on light polarisation, PRRS provides 
detailed information about the material’s directional characteristics. 
This technique is particularly valuable for detecting defects or strain 
within the BP lattice [151–153]. Notably, PRRS can also be used to study 
the high-pressure phase transitions of BP, which hold promise for su
perconductivity research [140,141]. Beyond BP, phosphorene is 
attracting significant interest for its potential applications in optoelec
tronics. This is attributed to its unique combination of properties, 
including a planar structure, a direct bandgap, strong light-matter 
interaction, and high carrier mobility [154]. Both BP and phosphorene 
exhibit a fascinating characteristic – their bandgap and other properties 
can be tuned based on the number of layers they contain [155,156]. This 
tunability makes them highly materials for various device applications. 
Notably, the unique band structure of single-layer BP, also known as 

Table 3 
Comparison of Different Synthesis Methods for Phosphorene.  

Synthesis Technique Condition and Remarks References 

Liquid-Phase Exfoliation 
(LPE) 

Simple, scalable method with 
challenges in controlling thickness and 
quality. Solvent: NMP. Sonication for 
exfoliation. Room temperature. 
Concentration of black phosphorus in 
solvent. Challenges: Thickness, 
Quality, Stability. 

[122] 

Chemical Vapor 
Deposition (CVD) 

Scalable method with precise control. 
Requires expensive equipment and 
expertise. Deposition using PH₃, H₂, or 
Ar. Temperature: 500–1000◦C. 
Pressure control. Substrate choice 
influences nucleation. Precise control 
over thickness, orientation. 

[123] 

Electrochemical 
Synthesis 

Low-cost, scalable method with precise 
control. Applicable to various 
substrates. Voltage influences 
overpotential, material expansion, and 
electrolyte color. Higher Voltage: 
Accelerates reactions, enhances 
exfoliation, risks degradation. Lower 
Voltage: Safer, slower, longer 
exfoliation. 

[52, 
123–125] 

Mechanical Exfoliation Simple, effective method with 
challenges in thickness control. 

[54] 

Solvothermal Synthesis Yields phosphorene via mechanical or 
liquid-phase exfoliation. 

[53] 

Laser Ablation Produces high-quality phosphorene. 
Requires expensive equipment. 

[53–55] 

Plasma-assisted 
Mechanical Exfoliation 

Uses plasma treatment to enhance 
quality and yield. 

[53,54,126] 

Plasma-liquid Exfoliation Efficient production of 2D materials 
with minimal oxidation. 

[127] 

Direct solvothermal 
process 

Produces few-layer BP nanosheets. 
Flake thickness decreases with 
temperature. 

[128] 

Growth of 2D 
phosphorene 

Forms nanoclusters and single atoms on 
Cu (111) surfaces. Weak interactions 
favor extended layers. 

[124,129] 

Molecular beam epitaxy 
(MBE) growth 

Produces few-layer BP quantum dots. 
Material degradation observed. 

[130] 

Exfoliation in 
isopropanol-water 
cosolvents 

Yields monolayers and bilayers under 
specific conditions. Water presence 
affects stability. 

[131] 

Impact of water on 
phosphorene stability 

Small water amounts enhance synthesis 
quality. Optimal phosphorus/water 
ratio maximizes quality. 

[132]  
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phosphorene, distinguishes it from its multi-layer and bulk counterparts, 
contributing to its remarkable potential [157]. However, for real-world 
device integration, surface modifications are often necessary to enhance 
the stability of these materials [136]. Atomic Force Microscopy (AFM) 
provides a complementary technique for confirming the layered struc
ture of BP, as illustrated in Fig. 5c [150]. This high-resolution imaging 
technique allows researchers to visualise individual BP flakes and 
directly measure their thickness. The image in Fig. 5c shows flakes with 
varying layer counts, and the accompanying line scans quantify these 
variations, ranging from a few layers to hundreds. This information is 
crucial for understanding the impact of layer number on the properties 
of BP and phosphorene. 

While various methods can produce few-layered BP, including me
chanical cleavage, liquid exfoliation, and chemical vapor deposition 
(CVD), phosphorene is typically obtained through the exfoliation of bulk 
BP crystals [159,160]. A significant challenge lies in scaling up BP 
production while maintaining its quality, as it is susceptible to oxidation 
and degradation. Cathodic exfoliation in water has emerged as a 
promising strategy to mitigate the degradation of few-layered BP flakes 
during the exfoliation process [161]. For phosphorene, alternative 
strategies beyond exfoliation are being explored to increase yield and 
expand its potential applications. Electrosynthesis and covalent macro
molecular attachment are two such techniques gaining traction [45, 
162]. Fig. 6 provides representations of these approaches. Scanning 
Electron Microscopy (SEM) plays a crucial role in analysing the 
morphology of BP crystals after exfoliation under different processing 
conditions (Fig. 6a-d) [150,163]. Annular Dark-Field Scanning Trans
mission Electron Microscopy (ADF-STEM) offers high-resolution imag
ing capabilities, revealing the characteristic layered 2D structure of BP 
at the flake edges and confirming its [100] crystallographic orientation 
[161]. These imaging techniques, combined with the understanding that 
aqueous exfoliation necessitates higher voltages and the protective role 
of cationic surfactants like CTA+, provide valuable insights for 

optimising scalable production strategies. Beyond synthesis, various 
strategies are employed for the functionalisation of BP, including elec
trosynthesis, covalent macromolecular attachment, and chemical 
modification [45,162]. Fig. 6e and f illustrate this concept, with 
cross-sectional analysis by ADF-STEM revealing the alignment of layers 
(in the [100] direction) within a BP flake. This high-resolution imaging 
is essential for detecting foreign atom doping, a powerful technique for 
tailoring BP’s properties. Given that the bandgap of BP varies signifi
cantly with layer count, it is essential to conduct both theoretical and 
experimental investigations of its bandgap behaviour across different 
thicknesses [164]. Characterisation techniques like ADF-STEM imaging 
and polarisation-resolved Raman spectroscopy play a vital role in this 
endeavour. These techniques offer insights into BP’s layered structure 
and enable the detection of foreign atom doping, a powerful method for 
controlling BP’s electronic and optical behaviour [165]. 

The layered crystal orientation of black phosphorus (BP) is a critical 
factor when interpreting results obtained from polarisation-resolved 
Raman scattering (PRRS) [150]. Raman spectroscopy, a powerful 
characterisation tool, utilises scattered light to identify the vibrational 
modes (phonons) of a material, which provide insights into its crystal 
structure. PRRS takes this analysis a step further by controlling the 
polarisation of both the incident and scattered light. This enables re
searchers to probe the anisotropic nature of BP, where its properties vary 
depending on direction. The Raman spectra of BP exhibit distinct sig
natures that reveal its orthorhombic crystal structure. Characteristic 
A2g, B2g, and A1g modes are typically observed near 470 cm− 1, 
440 cm− 1, and 365 cm− 1, respectively. In contrast, phosphorene pos
sesses unique PRRS signatures with characteristic peaks around 
363 cm− 1, 480 cm− 1, and 243 cm− 1, corresponding to its A1g, B2g, and 
A2g modes, respectively [163]. When light interacts with these mate
rials, the intensity of these Raman modes varies depending on the 
polarisation of the light relative to the crystallographic axes of BP or 
phosphorene. This variation in intensity arises from the anisotropic 
nature of these materials. Phosphorene’s distinctive structure, charac
terised by a direct bandgap and high carrier mobility, contributes to its 
strong light-matter interaction. This property makes phosphorene a 
promising candidate for various optoelectronic applications. Addition
ally, techniques like doping and strain engineering can further manip
ulate these properties, enabling the development of materials with 
tailored functionalities [166]. PRRS offers a particularly valuable tool 
for determining the crystal orientation of small BP flakes, which can be 
challenging to characterise using other techniques. As illustrated in  
Fig. 7, PRRS analysis of a layered BP thin film highlights the anisotropy 
of BP’s vibrational modes [150]. By controlling the polarisation of the 
incident and scattered light, PRRS allows researchers to identify the 
distinct crystal axes and orientation of individual BP flakes. Further
more, PRRS can be employed to study the effects of strain, doping, and 
defects within the BP lattice [167]. This makes PRRS a comprehensive 
tool for characterising not only BP but also other 2D materials with 
anisotropic properties. 

Black phosphorus (BP) and phosphorene exhibit unique properties 
that make them attractive candidates for various applications beyond 
conventional electronics. One particularly intriguing phenomenon is 
superconductivity, a state where a material exhibits perfect electrical 
conductivity with zero resistance. This phenomenon holds immense 
promise for applications in power transmission, energy storage, and 
high-speed electronics [168,169]. Notably, both BP and phosphorene 
have been shown to exhibit superconductivity under specific conditions, 
such as high pressure, doping with foreign atoms, or intercalation 
(insertion of guest atoms between layers) [166]. The superconducting 
properties of BP and phosphorene are intricately linked to their crystal 
structures. Techniques like X-ray diffraction (XRD) and 
polarisation-resolved Raman scattering (PRRS) play a crucial role in 
elucidating these structures [80]. XRD analysis provides insights into the 
arrangement of atoms within the crystal lattice, while PRRS allows re
searchers to probe the material’s anisotropic properties (properties that 

Fig. 5. (a) The XRD pattern of black phosphorus crystals reveals distinct peaks 
that correspond to the (020), (040), (060) crystal planes [134], b) The figure 
displays the layered crystal structure of black phosphorus, with two adjacent 
puckered sheets consisting of linked phosphorus atoms. The layer-to-layer 
spacing in BP is approximately 5.3 Å, (c) AFM image on the left, indicating 
estimated black phosphorus layer numbers, with a 2 mm scale bar; on the right, 
line scans reveal layer numbers (2− 450) based on thickness, with a 1 mm scale 
bar [158]. 

R.K. Mishra et al.                                                                                                                                                                                                                               



Next Materials 4 (2024) 100217

8

vary depending on direction). By understanding the relationship be
tween crystal structure and superconductivity in BP and phosphorene, 
researchers can explore novel methods to manipulate and enhance their 
superconducting performance for future technologies. Table 4 summa
rises the common characterisation techniques employed for BP and 
phosphorene, along with their functionalities. 

2.3.1. Black phosphorus and phosphorene: structure-driven properties 
Black phosphorus (BP) and its single-layer counterpart, phosphor

ene, have garnered significant research interest due to their exceptional 
structure-property relationships [119,178]. BP possesses a layered 
structure, where individual phosphorene sheets are stacked together. 
These phosphorene sheets, consisting of a few phosphorus atoms ar
ranged in a puckered honeycomb lattice, result from sp3 hybridisation of 
phosphorus orbitals [3]. Weak van der Waals forces bind these layers 
within BP, enabling their exfoliation into few-layered or single-layer 
(phosphorene) structures [119]. The remarkable properties of BP and 
phosphorene make them promising candidates for diverse applications. 
For instance, BP boasts a theoretical specific capacity of 2596 mAh/g, 
exceeding that of graphite by nearly sevenfold, positioning it as a po
tential game-changer in energy storage applications [178]. Phosphor
ene, on the other hand, is sought after for its unique electrical, optical, 
physical, and electrochemical properties. These include a tuneable 
bandgap, high conductivity, and exceptional carrier mobility – traits 
that pave the way for advanced sensing materials in healthcare, 

Fig. 6. (a-d) Scanning electron microscopy (SEM) images for bulk BP crystals after being subjected to different voltages at 50 ◦C. Specifically, the images correspond 
to: (a) 0 V; (b) − 10 V; (c) − 20 V; and (d) − 30 V[161], (e-f) Low- and high-magnification ADF-STEM images of layered 2D BP captured at the edge of a BP flake 
oriented along the [100] crystallographic direction [164]. 

Fig. 7. Polarisation-resolved Raman scattering on a layered BP thin film using a 
532-nm linearly polarised laser in the z direction, consistently observing A2g, 
B2g, and A1g modes with significant intensity variations based on polarisation 
direction, proving beneficial in identifying crystalline orientation, particularly 
for small flakes, due to the small laser spot size (B1–2 mm) [163]. 
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batteries, transistors, and photovoltaics. Notably, phosphorene’s high 
conductivity, carrier mobility, tensile strength, and biocompatibility 
make it particularly attractive for both electrical and biomedical appli
cations [119]. BP and phosphorene are particularly well-suited for ap
plications in electronics and optoelectronics, where efficient heat 
dissipation, high carrier mobility, and a tuneable bandgap are highly 
desirable [179]. Phosphorene, in particular, stands out due to its direct 
bandgap and flexible hexagonal lattice, contributing to both its robust 
mechanical properties and efficient light absorption and emission [180, 
181]. This unique combination makes phosphorene a valuable material 
for photodetectors, solar cells, LEDs, transistors, and energy storage 
devices. It offers potential advantages such as faster switching speeds, 
lower energy consumption, a wide absorption range, and an adjustable 
bandgap [179,181]. Despite their immense potential, BP and phos
phorene research still face challenges and exciting opportunities. Key 
areas for exploration include developing cost-effective and scalable 
synthesis methods. A deeper understanding and control over the growth 
mechanisms and properties of phosphorene are crucial. Additionally, 
research efforts are focused on enhancing the stability and degradation 

resistance of phosphorene, along with efficient methods for its transfer 
and integration into device structures. Finally, unravelling the factors 
influencing bandgap tuning in phosphorene remains an important 
research direction [180]. BP exhibits an indirect bandgap in its bulk 
form, limiting its light-matter interaction and hindering its performance 
in optoelectronic applications. In contrast, phosphorene boasts a cov
eted direct bandgap, making it a superior choice for optoelectronic de
vices. Furthermore, BP exhibits strong in-plane anisotropy, meaning its 
properties vary depending on the direction of measurement. Phos
phorene exhibits less anisotropy, offering greater material uniformity. 
While both materials possess good carrier mobility, phosphorene out
performs BP in this aspect, making it more favourable for 
high-performance electronics. Their low effective mass translates to 
rapid charge transport, a desirable trait for various electronic and op
toelectronic devices [182]. The bandgap of BP is remarkably dependent 
on the number of layers due to quantum confinement and electronic 
structure changes. As the number of layers decreases (moving from bulk 
BP to few-layer BP and ultimately to single-layer phosphorene), elec
trons and holes become confined within a smaller space. This confine
ment alters the energy levels and increases the bandgap due to stronger 
Coulomb interactions (reduced screening compared to bulk BP). This 
shift from a wider bandgap in few-layer BP to a narrower bandgap in 
bulk BP makes it strategically useful for specific electronics and opto
electronics applications [167]. Phosphorene’s electronic properties are 
remarkably sensitive to external influences such as electric fields and 
doping. A distinct feature of phosphorene is its bilayer bandgap, which 
can vary between 0.78 eV and 1.04 eV. This variation is attributed to the 
interlayer distance (ranging from 3.21 Å to 3.73 Å) and the specific 
stacking order of the phosphorene layers [183]. A well-established 
approach involves manipulating the number of layers. As the dimen
sionality transitions from bulk to monolayer phosphorene, the bandgap 
widens significantly, increasing from around 0.3 eV to approximately 
2 eV. Recent research efforts have placed significant emphasis on using 
functionalisation and doping to achieve precise control over the 
bandgap and other properties of phosphorene. For instance, studies have 
shown that oxygen atoms readily adsorb onto the reactive edges of 
phosphorene, enhancing its stability. Covalent diazonium functionali
sation offers a similar advantage, effectively suppressing chemical 
degradation and significantly improving the overall stability of phos
phorene. Electronic properties can also be manipulated through targeted 
doping strategies. The addition of Cu adatoms or chemical doping with 
benzyl viologen have been demonstrated as effective methods for n-type 
doping, enabling researchers to achieve n-type conductivity in phos
phorene. Interestingly, even dopants like oxygen, sulphur, or selenium, 
which are not inherently magnetic, can induce magnetism in phos
phorene upon incorporation. This phenomenon is attributed to the 
bonding configuration, where these dopant atoms bond with only two 
phosphorus atoms, leaving an unpaired electron. Similar magnetic ef
fects have been predicted for blue phosphorene using theoretical cal
culations. Fig. 4 summarises the diverse strategies reported in the 
literature for tailoring the bandgap of phosphorene. Notably, the figure 
highlights the significant increase in bandgap achieved by reducing 
dimensionality from bulk to monolayer phosphorene, as shown in Fig. 8 
[121]. 

Interlayer forces and quantum confinement play a crucial role in this 
phenomenon. AA-stacking, where phosphorus atoms are vertically 
aligned, leads to stronger interlayer coupling and consequently, a 
smaller bandgap compared to AB-stacking (atoms horizontally offset). 
The weaker interaction in AB-stacking results in a wider bandgap. 
Quantum confinement also contributes, although to a lesser extent. AA- 
stacking’s slightly larger interlayer distance translates to weaker 
confinement, further reducing the bandgap [184–186]. Layer count and 
van der Waals forces also influence phosphorene’s electronic properties. 
These factors lead to a combination of quantum confinement, interlayer 
interaction, and G-point effects within the Brillouin zone. As the number 
of layers decreases (stronger quantum confinement), charge carriers 

Table 4 
Characterisation Techniques for Black Phosphorus and Phosphorene.  

Characterisation 
Technique 

Purpose and Insights Gained References 

Optical Microscopy Assess sample quality and morphology, 
determine layer thickness and number, 
identify flake size and distribution, 
detect defects and impurities in black 
phosphorus and phosphorene. 

[143,151] 

Atomic Force 
Microscopy 

Measure surface topography and 
thickness, provide precise 
measurements of surface roughness and 
topography, determine layer thickness 
and heights in black phosphorus and 
phosphorene. 

[22,169] 

Scanning Electron 
Microscopy 

High-resolution imaging of surface 
morphology, edge structure, defects, 
determine flake size, shape, and 
uniformity in black phosphorus and 
phosphorene. 

[139,168] 

Transmission Electron 
Microscopy 

Analyse atomic-level structure and 
crystallinity, provide atomic-scale 
resolution of crystal structure and 
defects, determine lattice parameters in 
black phosphorus and phosphorene. 

[168,169] 

Raman Spectroscopy Study vibrational properties and layer 
identification, identify layer thickness 
and stacking order, analyse phonon 
modes, lattice vibrations, strain- 
induced changes in black phosphorus 
and phosphorene. 

[153,170] 

X-ray Diffraction Determine crystalline structure and 
phase, identify crystal structure, phase 
transitions, orientation, measure lattice 
parameters in black phosphorus and 
phosphorene. 

[27,171, 
172] 

X-ray Photoelectron 
Spectroscopy 

Analyse chemical composition and 
oxidation states, determine elemental 
composition, oxidation states, 
investigate surface chemistry, 
functional groups in black phosphorus 
and phosphorene. 

[28,172, 
173] 

Photoluminescence 
Spectroscopy 

Investigate electronic band structure 
and excitonic behaviour, study bandgap 
properties, electronic structure, defects, 
impurities, exciton dynamics, exciton 
emission in black phosphorus and 
phosphorene. 

[174–176] 

Electrical Transport 
Measurements 

Study carrier mobility and conductivity, 
measure charge carrier mobility, 
conductivity, resistivity, assess 
electronic properties, device 
performance in black phosphorus and 
phosphorene. 

[176,177]  
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become restricted within the two-dimensional plane. This alters the 
energy levels and widens the bandgap. The weak van der Waals bonds 
allow the layers to slide, affecting the charge distribution and band 
structure. These interactions further influence the G-points in the Bril
louin zone, which are critical determinants of phosphorene’s electronic 
behaviour. This combined effect leads to a wider bandgap near the 
Fermi level and at the G-points, making phosphorene suitable for 
high-performance transistors and optoelectronic devices where con
trolling carrier concentration while minimising absorption/emission 
transparency is crucial. Notably, the valence band maximum (VBM) and 
conduction band minimum (CBM) of phosphorene are situated at the 
G-points, high-symmetry positions in the Brillouin zone. The bandgap 
value in phosphorene can be effectively tuned using various strategies. 
These include changing the number of layers, applying strain, or uti
lising an electric field [184]. Additionally, phosphorene’s anisotropic 
optical response reflects its sensitivity to variations such as increased 
magnetic fields [187]. Few-layer BP exhibits high electron mobility, a 
desirable trait for electronic applications. Interestingly, it also displays 
anisotropic, hole-dominated transport, offering additional possibilities 
for device design [149]. A significant challenge for both BP and phos
phorene is their reactivity and vulnerability to environmental factors. 
Their inherent reactivity can lead to the formation of composites or 
chemisorption. BP, in particular, degrades readily when exposed to H2O 
and O2 [188,189]. Phosphorene, by virtue of being the single-layer form 
of BP, offers certain advantages over its bulk counterpart. Its lower 
surface area and reduced exposure to the environment make it less 
susceptible to oxidation and degradation. Additionally, phosphorene 
possesses isotropic electronic properties and a tuneable semiconducting 
bandgap, both of which are influenced by the number of layers. These 
features make phosphorene an attractive material for optoelectronic and 
electronic applications that demand high charge carrier mobility and 
rapid relaxation dynamics [25,190]. However, despite these advantages, 
phosphorene remains susceptible to environmental instability [150]. 
BP, on the other hand, exhibits remarkable optical and superconducting 
properties that are intricately linked to its crystal structure and pressure. 
When subjected to high pressure, BP undergoes phase transitions, 
resulting in diverse structures like A17, A7, and pseudo-simple-cubic 
(p-Sc). These structures exhibit distinct interlayer bonding characteris
tics and bandgap values, ultimately affecting the electronic and optical 
behaviour of BP [61,191]. Additional studies have shed light on BP’s 
fascinating pressure-induced superconducting response. These studies 
employ synchrotron X-ray diffraction to analyse the structural changes 

under pressure, utilising various pressure-transmitting media such as 
helium, hydrogen, nitrogen, and Daphne Oil 7474. Notably, the findings 
reveal that irrespective of the chosen medium, BP undergoes transitions 
through A17, A7, and pseudo-simple-cubic (p-Sc) structures above 
10.5 GPa. These structures can be categorised as follows: A17 and A7 
possess layered structures with weak interlayer interactions, while p-Sc 
exhibits a distorted-cubic structure with a combination of s and p or
bitals influencing bonding[191]. Interestingly, BP also demonstrates 
superconductivity above a critical pressure, which crucially depends on 
the specific pressure-transmitting medium used. This observation un
derscores the influence of the surrounding environment on BP’s super
conducting behaviour. Understanding the structural evolution of BP 
under pressure is essential for elucidating its unique properties and 
potential applications. Synchrotron X-ray diffraction, along with other 
characterisation techniques, plays a crucial role in revealing the phase 
transitions that BP undergoes during compression, as demonstrated in 
various studies [61,191]. Phosphorene (single-layer BP) exhibits high 
chemical reactivity due to the lone electron pairs associated with spe
cific phosphorus atoms in its puckered honeycomb lattice. These reac
tive sites readily participate in reactions with various compounds and 
nanoparticles, paving the way for the design of advanced 2D BP-based 
systems with tailored properties. Examples of such interactions 
include bonding with organic groups, metal, or metal oxide nano
particles, other inorganic 2D materials, or polymers[192,193]. These 
interactions can significantly modify various properties of phosphorene, 
including its bandgap, charge transfer efficiency, stability, magnetism, 
photocatalytic activity, optoelectronic behaviour, mechanical strength, 
thermal properties, electrical conductivity, and biodegradability. 
Decorating phosphorene with metal or metal oxide nanoparticles in
troduces exciting new functionalities. For instance, gold nanoparticles 
have been shown to enhance phosphorene’s photocatalytic water split
ting capabilities, while iron oxide nanoparticles can impart magnetic 
properties, making it a promising candidate for spintronic applications. 
A critical challenge for phosphorene is its susceptibility to degradation 
by oxygen, water, and light, which can significantly impair its perfor
mance. To address this issue, researchers have developed various stra
tegies, including thin metal oxide or polymer coatings (e.g., Al2O3, ZnO, 
PVA). These passivation layers not only enhance the stability of phos
phorene but also offer the potential for bandgap modulation [78,194]. 
Furthermore, the weak interlayer bonding in phosphorene allows for the 
formation of heterostructures with other inorganic 2D materials such as 
graphene, MoS2, WS2, and transition metal dichalcogenides (TMDCs). 
This approach provides precise control over band alignment, improved 
carrier mobility, and ultimately, enhanced optoelectronic performance. 
The integration of phosphorene into polymers such as PVA, PEG, and 
PLA leads to the development of composites with superior mechanical 
strength, thermal stability, electrical conductivity, and biodegradability 
[195,196]. Despite the promising advancements in functionalising 
phosphorene, a significant challenge remains: protecting BP and phos
phorene from degradation caused by oxygen, water, and light. While 
various strategies like coating, passivation, encapsulation, and doping 
have been explored to improve stability, they may introduce drawbacks 
such as increased processing complexity, unintended changes in 
behaviour, or the introduction of defects and impurities [196,197]. 
Phosphorene’s unique structure leads to a remarkable in-plane anisot
ropy, where properties differ significantly between the armchair (AM) 
and zigzag (ZZ) directions. This is evident in the effective mass of charge 
carriers, with holes exhibiting up to eight times larger mass along ZZ 
compared to AM. The disparity extends to phonon dispersion and 
translates to a strong anisotropy in shear modulus and thermal trans
port. Beyond these examples, anisotropy influences electron-photon and 
electron-phonon interactions depending on thickness and spectral 
characteristics. Notably, theoretical predictions suggest an anisotropic 
magnetic nature and the possibility of a dissipative quantum Hall effect 
for ZZ edges. Strain can be used to manipulate anisotropy and tailor 
properties. As shown in Fig. 9(a, b), the effective mass of electrons and 

Fig. 8. Energy band gap engineering of black phosphorus, and engineered 
phosphorene[121]. 
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holes depends on strain direction, highlighting the interplay between 
strain and charge transport. Raman spectroscopy (Fig. 9c-e) provides a 
tool to identify strain direction and magnitude based on the shift and 
pattern changes in Raman peaks under strain. Phosphorene’s mechani
cal properties also exhibit anisotropy. The Young’s modulus (Fig. 9f) 
varies significantly between ZZ and AM directions due to the material’s 
puckered structure. Similarly, the Poisson’s ratio displays anisotropy 
(Fig. 9g). Remarkably, even the charge transport characteristics are 
affected (Fig. 9h), with electron mobility along ZZ exceeding that along 
AM under specific biaxial strain, offering opportunities for 
strain-engineered transport properties [121]. 

3. Black phosphorus and phosphorene nanocomposites for 
enhanced performance through synergistic design 

Black phosphorus (BP) and its single-layer counterpart, phosphor
ene, possess remarkable properties like anisotropic characteristics, high 
carrier mobility, and a tuneable bandgap [198]. These exceptional at
tributes make them attractive candidates for diverse applications in 
electronics, optoelectronics, energy storage, and biomedicine 
[199–201]. However, their susceptibility to oxidation and degradation 
under ambient conditions hinders their long-term stability and inte
gration into practical devices. A promising approach to address the 
stability limitations of BP and phosphorene involves integrating them 
with nanoparticles to form nanocomposites within a polymer matrix. 
These nanocomposites offer enhanced properties and performance 
compared to the individual components [202–204]. Several synthesis 

Fig. 9. (a, b) Effective masses of the electron and hole under uniaxial strain "ε" in both the zigzag "x" and armchair "y" directions, respectively. (c) Frequency of 
Raman modes of phosphorene (Ag1, B2g, and Ag2) as a function of uniaxial strain along zigzag and armchair directions. (d, e) Raman spectra of phosphorene as a 
function of uniaxial strain along zigzag and armchair directions, respectively. (f, g) Direction dependence of Young’s modulus and Poisson’s ratio of phosphorene. (h) 
Electron mobility of phosphorene along zigzag (μx) and armchair (μy) directions as a function of biaxial strain at room temperature [121]. 
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methods have been established for the fabrication of BP and phos
phorene nanocomposites, including one-pot synthesis, in-situ polymer
isation, solvent-mediated exfoliation, and mechanical exfoliation. 
Studies have demonstrated the effectiveness of BP-based nano
composites in significantly improving the fire resistance of polymers. 
For instance, the exceptional refractory performance observed in 
waterborne polyurethane composites is attributed to the synergistic ef
fect between BP and boron nitride (BN) in both the gas and condensed 
phases [4]. However, incorporating BP alone can negatively impact the 
mechanical properties of the polymer matrix. Researchers have suc
cessfully addressed the challenge of compromised mechanical perfor
mance by incorporating graphene [182] into BP/polymer 
nanocomposites. The addition of phosphorene/graphene not only 
significantly improves the thermal stability of waterborne poly
urethanes (WPUs) but also demonstrably enhances their Young’s 
modulus, indicating improved mechanical performance [205]. Func
tionalisation techniques offer a strategic approach to enhancing the 
performance of BP nanocomposites. Studies have explored various types 
of polymers for this purpose. Polyphosphazene (PZN), for instance, 
demonstrably improves BP’s stability through covalent bonding or 
electrostatic interactions [198]. Beyond PZN, researchers can strategi
cally select polymers like polyphosphate and polypyrrole to introduce 
desired functionalities. Polyphosphate reinforces flame retardancy and 
thermal stability, while polypyrrole imbues the nanocomposite with 
electrical conductivity and energy storage capabilities [206,207]. 
Importantly, the chosen polymer matrix plays a critical role in 
dispersing and stabilising the BP or phosphorene nanosheets, preventing 
aggregation and oxidation – a crucial factor for long-term performance 
and processability [208–211]. BP-polymer hybrid nanomaterials, 
formed by integrating BP or phosphorene with polymers, offer exciting 

possibilities that extend beyond their individual properties [82]. This 
approach effectively addresses the inherent stability challenges of BP 
and phosphorene while capitalising on their unique characteristics. The 
resulting hybrid nanomaterials exhibit a diverse range of properties and 
functionalities, making them suitable for a multitude of applications. 
The exceptional ionic conductivity and electrochemical stability of 
BP-polymer hybrid nanomaterials make them promising candidates for 
next-generation battery electrolytes [212]. These electrolytes offer a 
safe and reliable pathway for ionic conduction, minimising the risk of 
short circuits within batteries. In the field of biomedicine, BP nanosheets 
integrated with biocompatible polymers demonstrate enhanced 
biocompatibility, opening doors for applications in drug delivery, bio
sensing, and tissue regeneration. Fig. 10a shows an overview of 
two-dimensional black phosphorus (BP) and hybrid nanomaterials that 
contain BP nanosheets or quantum dots mixed with polymers, demon
strating their applications. It also discusses the properties, fabrication 
methods, and wide-ranging applications of two-dimensional black 
phosphorus [82]. Fig. 10b highlights the multifaceted nature of BP 
nanosheets, showing their involvement in various applications, espe
cially as part of nanocomposites. It also presents hybrid nanomaterials 
that incorporate BP nanosheets or quantum dots with polymers, 
emphasising their diverse range of applications [45]. 

Black phosphorus (BP) possesses a unique combination of properties 
that make it highly attractive for various applications. Its high carrier 
mobility and direct bandgap characteristics render it suitable for high- 
performance field-effect transistors (FETs) and sensitive photodetec
tors across the infrared to visible spectrum [213]. Unlike graphene and 
graphite, BP’s finite bandgap makes it particularly advantageous for 
FETs and optoelectronic devices. Additionally, the anisotropic nature of 
BP leads to varying electrical, optical, and thermal properties along 

Fig. 10. (a) Two-dimensional black phosphorus: Properties, fabrication, and applications[82], (b) Hybrid nanomaterials comprising black phosphorus (BP) nano
sheets or quantum dots integrated with polymers and applications [45]. 
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different crystallographic planes. This anisotropy opens doors for ap
plications in thermoelectric devices and potentially even non-volatile 
memory [78,214]. The bandgap of BP plays a crucial role in deter
mining its electrical and optical properties. Notably, BP exhibits a 
unique tunability of its bandgap depending on the number of layers. 
When exfoliated down to a single layer (phosphorene), BP boasts a wide 
bandgap near 2 eV, enabling light absorption and emission in the visible 
spectrum – ideal for optoelectronic applications [215,216]. Conversely, 
bulk BP (with many layers) possesses a narrow bandgap of around 
0.3 eV, corresponding to the infrared range, making it suitable for 
infrared detectors and thermoelectric devices. This ability to engineer 
the bandgap by varying layer count offers a significant advantage for 
designing electronic and optoelectronic devices with tailored properties. 
Few-layer black phosphorus (FL-BP) presents immense potential due to 
its exceptional electronic, optical, and mechanical properties. Unlike 
bulk BP, FL-BP possesses a flexible and tuneable structure, making it 
adaptable for diverse applications such as flexible electronics, opto
electronic devices, spintronics, and even quantum computing [214,217, 
218]. Notably, phosphorene, a single layer of BP atoms, stands out 
within the FL-BP category for its high on/off current ratios and excep
tional electrical performance [31,219,220]. Recent advancements have 
introduced methods for transforming phosphorene into 2D phosphorene 
oxide (POx) nanoflakes via electro spraying. This technique allows for 
the production of larger and more sensitive nanostructures compared to 
conventional exfoliation methods. These POx nanoflakes exhibit prom
ising applications in sensors and actuators due to their observed piezo
electric behaviour under PFM measurements [221]. BP’s inherent 
susceptibility to oxidation presents a hurdle for its long-term stability 
and device integration. To address this challenge, researchers have 

explored various functionalisation strategies, including van der Waals 
heterostructures and metal contacts. For instance, coating BP with 
multilayer C24 molecules has been shown to effectively prevent 
degradation, paving the way for advanced electronic and photonic de
vices based on these heterostructures [213]. Similarly, studies have 
demonstrated the use of nickel as a contact metal to reduce resistance 
and enhance the performance of BP-based devices [218]. Beyond its 
potential for electronic and optoelectronic devices, BP holds promise for 
revolutionising lithium metal batteries. Researchers have explored 
integrating BP and phosphorene into polymer composites and electro
lytes to address critical challenges in these batteries [222,223]. Opti
mising BP nanosheets and developing solid polymer electrolytes (SPEs) 
has demonstrated the possibility of enhancing the capacity, stability, 
and safety of lithium metal batteries [85,86,200]. Studies have shown 
that BP nanosheets can be passivated to improve their compatibility 
with the electrolyte and enhance battery performance (e.g., TEM 
image). X-ray photoelectron spectroscopy (XPS) analysis can be used to 
characterise the passivation layer on BP surfaces (e.g., XPS spectra). 
Furthermore, researchers have developed methods for synthesising 
BP-incorporated SPEs and analysing their elemental composition (e.g., 
elemental mapping). Fig. 11 shows the results from these studies, such as 
the TEM image of passivated BP nanosheets (Fig. 11a), the XPS spectra 
of P2p and O1s signals for bulk BP and its passivated layers (Fig. 11b, c), 
and the schematic diagrams of the electrolyte synthesis and elemental 
mapping of the prepared electrolyte solution (Fig. 11d, e) [45]. 

Researchers have explored integrating BP and phosphorene into 
polymer composites and electrolytes to address critical challenges in 
these batteries. Optimising BP nanosheets and developing solid polymer 
electrolytes (SPEs) has demonstrated the possibility of enhancing the 

Fig. 11. a) TEM image of passivated BP sheets b) XPS survey spectrum c) XPS spectra of P 2p and O 1 s signal corresponds to bulk BP and its passivated layers in high 
resolution d) schematic representation of synthesis procedure with inset corresponds to image of prepared electrodes where left to right represents CPE-0 P without 
any additives and nanocomposite polymer electrolytes consists of 0.05, 0.1, 0.5, 1, and 2 wt% of passivated BP nanosheet e) SEM image representing CPE having 
passivated BP with 0.5 wt% and its corresponding EDS analysis[45]. 
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capacity, stability, and safety of lithium metal batteries. Electrolyte 
research plays a pivotal role in advancing battery technologies. A key 
focus lies in understanding and optimising factors that influence ionic 
conductivity and electrochemical stability. Studies have explored 
various strategies to achieve this goal. For instance, researchers have 
utilised natural halloysite nanotubes to create composite polymer elec
trolytes, exhibiting enhanced conductivity and suitability for solid-state 
lithium-ion batteries [224]. Additionally, Ulaganathan et al. [225] 
successfully synthesised a polymer electrolyte by complexing ethylene 
carbonate (EC) and propylene carbonate (PC), leading to a significant 
improvement in ionic conductivity. In another study, Choi et al. [226] 
investigated the morphological effects of filler materials within solid 
polymer electrolytes. Their findings revealed that electrolytes contain
ing dendritic fillers exhibited considerably higher ionic conductivities 
compared to those with spherical fillers. Significantly, incorporating 
passivated BP nanosheets into the polymer electrolyte has been shown to 
improve both ionic conductivity and maintain electrochemical stability 
up to 5 V [85,86]. This approach resulted in a substantial increase in 
ionic conductivity, with values ranging from 5.9 × 10− 4 S cm− 1 for the 
pristine electrolyte to 1.2 × 10− 3 and 2.4 × 10− 3 S cm− 1 for electrolytes 
containing increasing BP nanosheet concentrations. Electrochemical 
stability tests revealed a stable window up to 5 V, with an observed peak 
at 5.5 V attributed to the oxidation of the polymer network. Electrical 
conductivity measurements, indicative of the insulating properties of 
the electrolytes, yielded values of –7×10–9 S cm− 1, 3×10–9 S cm− 1, 
and 2×10–9 S cm− 1 for the pristine and BP-containing electrolytes, 
respectively. Fig. 12a shows how the ionic conductivity changes with 
increasing temperature for CPE-0 P, CPE-0.1 P, and CPE-0.5 P, with an 
inset graph showing the Nyquist plot of the samples at room temperature 
(25◦C). Fig. 12b shows the linear sweep voltammetry as a measure of the 
electrochemical stability window, and Fig. 12c shows the direct current 
polarisation tests for measuring the electronic conductivity of the pre
pared electrolytes [45]. 

Electrolyte research encompasses various avenues for improving 
battery performance. Studies have explored diverse strategies to 
enhance ionic conductivity, electrochemical stability, and intercalation 
behaviour within battery materials. Of particular interest is the inter
calation behaviour of black phosphorus (BP), which depends on its 
orientation [227]. This characteristic offers opportunities for tailored 
battery design. Researchers have investigated various approaches for 
BP-based battery applications, including laser-assisted exfoliation tech
niques [228] and composite polymer electrolytes encased within porous 
membranes [229]. Furthermore, in-situ transmission electron micro
scopy (TEM) has proven valuable for understanding the structural 
changes that occur during the lithiation process of BP nanoflakes [230].  

Fig. 13 explores the structure and intercalation behaviour of ultrathin 
2D BP. Fig. 13a shows the crystalline structure of single-layer BP, 
emphasising covalent bonding in the zigzag and armchair directions, 
and the puckered network formed by van der Waals interactions. 
Fig. 13b represents the sample preparation technique used for TEM 
analysis. Fig. 13c shows the schematic of the in-situ TEM setup designed 
for the half-cell battery experiment. Fig. 13d-f illustrate the changes in 
BP nanoflake interlayer spacing and overall volume expansion during 
lithiation, captured using a cross-sectional view. Fig. 13g provides a 
magnified view of the intermediate structure within the (002) plane 
(from the dashed box in Fig. 10e), outlining the changes in interlayer 
spacing (yellow and red dashed lines). Fig. 10i depicts the volume 
expansion (top) in the c-direction and the changes in the interlayer 
spacing of the (002) plane (bottom) throughout the lithiation process 
[230]. 

The incorporation of Two-Dimensional Black Phosphorus (2D BP) 
and phosphorene into polymer composites has opened doors to a 
plethora of exciting applications. These materials, with their unique 
properties, offer exceptional adaptability for diverse uses. 2D BP and 
phosphorene nanocomposites hold promise in various fields, including 
flame retardancy, gas sensing, and cancer cell detection. Each applica
tion leverages the unique characteristics of these materials to achieve 
enhanced performance or innovative functionalities. For instance, 
incorporating black phosphorus or phosphorene into flame retardant 
materials can significantly improve their resistance to burning. In gas 
sensors, these nanocomposites offer the potential for heightened sensi
tivity and selectivity in detecting target gases. Similarly, in the realm of 
cancer cell detection, they provide a platform for developing highly 
sensitive and specific diagnostic methods, as mentioned in Table 5. 

4. Conclusions and future directions 

Black phosphorus (BP) and its monolayer form, phosphorene, are 
two-dimensional materials that have attracted considerable interest due 
to their unique properties and potential applications in diverse fields. 
These materials display adjustable bandgaps, which makes them espe
cially suitable for optoelectronic applications like light-emitting diodes 
(LEDs) that can function at different wavelengths. This versatility en
hances their usefulness in electronic applications. In the field of energy 
storage, BP and phosphorene outperform traditional graphite anodes 
commonly used in lithium-ion batteries. They offer increased efficiency 
and durability, leading to improved battery performance and longevity. 
Their biocompatibility is another significant advantage, allowing for 
their use in biomedical applications such as targeted drug delivery 
systems and biosensors. However, challenges such as maintaining 

Fig. 12. (a) ionic conductivity with respect to temperature for CPE-0 P, CPE-0.1 P, and CPE-0.5 P. Inset graph representing the Nyquist plot corresponding to 
samples at a temperature of 25ºC, (b) Linear sweep voltammetry representing electrochemical stability window, (c) direct current polarisation tests for measuring 
electronic conductivity of the prepared electrolytes [45]. 
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stability under ambient conditions and developing scalable production 
methods need to be addressed in order to fully exploit their potential. 
Phosphorene, in particular, shows promise in the fields of energy storage 
and solar energy conversion. Its unique properties make it an excellent 
candidate for use in lithium-ion batteries and photovoltaic devices. In 
lithium-ion batteries, phosphorene can improve performance by offer
ing high capacity, excellent rate capability, and long cycle life. This is 
attributed to its layered structure, which enables efficient lithium-ion 
intercalation and deintercalation—a critical process in the operation 
of these batteries. In photovoltaic devices, phosphorene’s adjustable 
bandgap and high absorption coefficient make it a promising material 
for solar cells. It has the ability to absorb a wide spectrum of light, which 
can then be converted into electricity. Despite its remarkable properties 
and applications, the inherent instability and limited performance of 
phosphorene pose significant challenges for its practical use. To tackle 
these issues, researchers have explored various surface modification 
strategies, such as creating nanocomposites and targeted functionalisa
tion. These methods aim to enhance the stability and performance of 

phosphorene by combining it with other materials or chemically 
modifying its surface. For example, integrating phosphorene with other 
nanomaterials, such as graphene or metal oxides, to create a composite 
with synergistic effects can enhance its electrical conductivity and sta
bility, making it suitable for energy storage and conversion devices. On 
the other hand, attaching specific functional groups or molecules to the 
surface of phosphorene can customise its properties for specific appli
cations. For instance, the introduction of nitrogen can adjust the elec
tronic properties of phosphorene, allowing for the creation of high- 
performance transistors. Anchoring metal nanoparticles can enhance 
the catalytic activity of phosphorene, thereby promoting hydrogen 
evolution and oxygen reduction reactions. Polyethylene glycol (PEG) 
grafting can improve the biocompatibility of phosphorene, allowing for 
efficient drug delivery. These surface modification techniques have 
expanded the application potential of phosphorene in various fields, 
from electronics to biomedicine. Microtubular BP, with its mesoporous 
walls, can enhance light trapping and charge separation, which are 
crucial for photovoltaic conversion. Nano-wrinkled BP films can 

Fig. 13. (a) atomic structure corresponds to single crystalline BP, (b) pictorial representation of sample preparation used for TEM analysis, (c) schematic repre
sentation of in-situ TEM setup for half-cell battery, (d-f) time lapse TEM Image which showing the change in interlayer space and volume expansion in BP nanoflakes 
which is observed through cross-sectional view, (g) enlarged HRTEM image of BP from dashed box in e, (h) (002) plane interlayer spacing given by yellow and red 
dashed line in g represents the intermediate structure, (i) volume expansion in entire thickness in c-direction (top) and change in interlayer spacing of (002) plane 
(bottom) during lithiation process [230]. 
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Table 5 
Comprehensive Summary of Properties and Applications of Black Phosphorus 
and Phosphorene-based Nanocomposites.  

Materials Properties and Applications Ref. 

Black phosphorus nanosheets, BNTP, 
epoxy 

Enhanced dispersion and 
synergistic flame retardancy 
observed in composite materials. 
Flame retardant polymers for fire 
safety in various industries. 

[36, 
231] 

Chemically passivated phosphorene, 
porous triazine-based 2D polymer 
composites 

Enhanced stability, faster 
sensing, and excellent selectivity. 
Gas sensing, particularly in the 
detection of NO2. 

[232] 

Long Chain Phosphaphenanthrene 
Grafted MXene, Black Phosphorene 
Nanosheets, EVA 

Heightened thermal stability and 
enhanced flame retardancy. EVA 
nanocomposites for enhanced 
thermal stability and flame 
retardancy. 

[233] 

Black phosphorus, nitrogen-doped 
carbonised polymer dots 
composites 

Basis for an electrochemical DNA 
biosensor for specific detection 
of Escherichia coli O157: H7. 
DNA biosensors for pathogen 
detection and targeted analysis. 

[234, 
235] 

Black phosphorus functionalised with 
melamine-formaldehyde, epoxy 

Improved dispersibility, 
enhanced thermal stability, and 
flame retardancy. Flame- 
retardant epoxy nanocomposites. 

[236] 

Coordination of ruthenium sulfonate 
ligand with black phosphorus, 
epoxy 

Excellent stability, flame 
retardancy, and improved 
thermal conductivity. Flame- 
retardant epoxy nanocomposites. 

[237] 

Black phosphorus, polyvinylidene 
fluoride 

Enhanced structural, thermal, 
electrical, and mechanical 
performance. PVDF 
nanocomposites for electronics, 
energy storage, and 
multifunctional materials. 

[238, 
239] 

Phosphorene, graphitic carbon nitride Enhanced hydrogen evolution 
rates and solar-light-responsive 
capabilities. 
Photoelectrochemical water 
splitting for hydrogen 
production. 

[240] 

Black phosphorus, ethylene imine 
polymer, waterborne polyurethane 

Improved mechanical properties 
and flame retardancy. Flame- 
retardant waterborne 
polyurethane (WPU) 
nanocomposites. 

[241] 

Sutured layer of black phosphorus, 
epoxy 

Photothermal capability and 
reduced fire hazards. Epoxy 
composites for improved energy 
conversion and fire resistance. 

[242] 

Trifluoromethanesulfonate Erbium- 
decorated black phosphorus 

Ambient stability, flame 
retardancy, and enhanced 
durability. Epoxy resin 
composites for durable and fire- 
resistant materials. 

[243] 

Functionalised/triazine-based 
covalent organic framework, black 
phosphorus 

Flame retardancy and improved 
mechanical properties. Epoxy 
nanocomposites with enhanced 
fire resistance and mechanical 
strength. 

[198] 

Black phosphorus modified MXene 
with polydopamine coating 

Improved mechanical 
performance, enhanced thermal 
stability, and flame retardancy. 
Thermoplastic polyurethane 
(TPU) for fire-resistant materials. 

[244] 

Black phosphorus-Ti3C2 MXene 
hybrids 

Improved fire safety and 
enhanced mechanical properties. 
Water-based coatings and 
adhesives. 

[245] 

Black phosphorus covalently grafted 
with ferrocene oligomer 

Smoke suppression and toxicity 
reduction. Epoxy resin coatings, 
construction, or electronic 
devices. 

[246, 
247] 

Montmorillonite-passivated black 
phosphorus 

Improved fire safety and 
enhanced mechanical properties. 

[248, 
249]  

Table 5 (continued ) 

Materials Properties and Applications Ref. 

Waterborne polyurethane, 
water-based coatings, adhesives, 
and structural applications. 

Black phosphorus with tuned defects High-quality detection of NO and 
CO. Sensor technology for 
enhanced sensitivity and 
accuracy in gas detection. 

[250] 

Integration of black phosphorus in 
electrorheological fluid 

Tailored phase transition and 
exfoliation capabilities. Smart 
electrorheological fluid for 
thermal management and 
advanced coatings. 

[251, 
252] 

Conducting polypyrrole, black 
phosphorene quantum dots, poly 
(3,4-ethylenedioxythiophene) 
nanorods 

Molecularly imprinted, 
conductive, and incorporate two- 
dimensional layered graphene- 
like quantum dots. 
Electrochemical sensor for 
Vitamin C and multifunctional 
utility in flexible electronics, 
sensors, and energy storage. 

[253] 

Phosphorene nanoflakes with phase 
change materials 

Efficient thermal charging and 
broadband solar absorbance. 
Solar-thermal energy storage 
coatings for efficient energy 
storage. 

[254] 

Mesoporous graphitic carbon nitride 
with black phosphorus-gold 
nanoparticles 

Enhanced photocatalytic activity 
and electrochemical sensing 
capabilities. Photocatalytic 
hydrogen evolution and 
electrochemical detection of 
paracetamol. 

[255] 

Black phosphorene, silver 
nanoparticles, amino- 
functionalised multi-walled carbon 
nanotubes 

Environmental stability and 
enhanced electrochemical 
properties. Environmental 
monitoring, energy storage, or 
electrochemical sensing. 

[256] 

Mesoporous graphitic carbon nitride, 
black phosphorus, transition metal 
nanoparticles 

Photocatalytic activity through 
wetness impregnation and 
chemical reduction processes. 
Environmental remediation, 
water purification, sustainable 
energy production, catalysis, 
energy storage, or 
nanoelectronics. 

[257] 

Black phosphorene, titanium carbide 
MXene, laser-induced porous 
graphene, α-naphthalene acetic 
acid 

Flexible electrode with 
nanozyme characteristics and 
integrated with machine 
learning devices. Ultra-trace 
analysis of α-naphthalene acetic 
acid residues in farmland 
environments, agro products 
biosensing, medical diagnostics, 
or intelligent devices. 

[258] 

Poly(l-lactide-co-ε-caprolactone), 
Laminin, black phosphorus 

Ternary nanofiber matrices 
promoting neuritogenesis and 
creating optimal 
microenvironments. Neural 
tissue engineering and 
regeneration, biomedical 
devices, or regenerative 
medicine. 

[259] 

Titanium dioxide nanoparticles 
decorated black phosphorus 
nanosheets 

Large specific surface area and 
selective detection of ammonia 
(NH3) at room temperature. 
Room temperature (18 ± 2 ◦C) 
NH3 sensing, gas detection, and 
environmental monitoring. 

[260] 

Two-dimensional black phosphorus- 
sensitised carbon nitride 

Enhanced visible light utilisation 
and accelerated separation of 
photo-induced carriers. 
Photocatalysis, sensing, and 
energy conversion. 

[261] 

Black phosphorus nanosheets with 
polyethyleneimine 

Photo isomerisation stability and 
gas responsiveness in acid-alkali 
atmospheres. Photo-responsive 

[262] 

(continued on next page) 
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increase contact with the electrolyte, leading to improved capacitance 
and cycling stability. Composites of BP and metal oxide can efficiently 
degrade organic pollutants under visible light irradiation due to their 
enhanced charge transfer and separation. BP/epoxy composites can 
provide both strength and conductivity, making them ideal for both 
structural and functional applications. BP/polyvinylidene fluoride 
(PVDF) composites can display enhanced piezoelectricity, enabling the 
conversion of mechanical energy into electrical energy. BP/poly
ethylene oxide (PEO) composites can enhance \lithium-ion conductiv
ity, leading to advanced battery electrodes with high capacity and rate 
performance. Despite the challenges of scalable synthesis and long-term 
stability, phosphorene and its derivatives hold significant promise for 
the development of more efficient and sustainable technologies. 
Ongoing research efforts are expected to overcome these hurdles and 
unlock the full potential of this material. 
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[265] J. Liu, P. Du, T. Liu, B.J. Córdova Wong, W. Wang, H. Ju, J. Lei, A black 
phosphorus/manganese dioxide nanoplatform: Oxygen self-supply monitoring, 
photodynamic therapy enhancement and feedback, Biomaterials 192 (2019), 
https://doi.org/10.1016/j.biomaterials.2018.10.018. 

R.K. Mishra et al.                                                                                                                                                                                                                               

https://doi.org/10.1016/j.colsurfa.2023.131198
https://doi.org/10.1016/j.colsurfa.2023.131198
https://doi.org/10.1016/j.bioelechem.2022.108226
https://doi.org/10.1016/B978-0-12-814031-4.00001-5
https://doi.org/10.1016/B978-0-12-814031-4.00001-5
https://doi.org/10.1016/j.cej.2019.122991
https://doi.org/10.1016/j.cej.2019.122991
https://doi.org/10.1016/j.cej.2020.125416
https://doi.org/10.1016/j.compositesb.2019.107165
http://refhub.elsevier.com/S2949-8228(24)00114-X/sbref230
http://refhub.elsevier.com/S2949-8228(24)00114-X/sbref230
http://refhub.elsevier.com/S2949-8228(24)00114-X/sbref230
https://doi.org/10.1016/j.jtice.2022.104577
https://doi.org/10.1016/j.jtice.2022.104577
https://doi.org/10.1016/j.compositesb.2020.108446
https://doi.org/10.1016/j.compositesb.2020.108446
https://doi.org/10.1016/j.apsusc.2022.154848
https://doi.org/10.1016/j.compositesb.2020.108440
https://doi.org/10.1016/j.compositesb.2020.108440
https://doi.org/10.1016/j.jmst.2022.05.003
https://doi.org/10.1016/j.apsusc.2021.152386
https://doi.org/10.1016/j.apsusc.2021.152386
https://doi.org/10.1016/j.chemosphere.2022.135012
https://doi.org/10.1016/j.chemosphere.2022.135012
https://doi.org/10.1039/9781788013482-00160
https://doi.org/10.1039/9781788013482-00160
https://doi.org/10.1016/j.cej.2023.142683
https://doi.org/10.1016/j.cej.2023.142683
https://doi.org/10.1016/B978-0-12-804065-2.00012-7
https://doi.org/10.1016/B978-0-12-804065-2.00012-7
https://doi.org/10.1016/j.cej.2020.125247
https://doi.org/10.1016/j.jiec.2020.07.032
https://doi.org/10.21203/rs.3.rs-2331217/v1
https://doi.org/10.21203/rs.3.rs-2331217/v1
https://doi.org/10.1016/j.jelechem.2018.02.059
https://doi.org/10.1016/j.jelechem.2018.02.059
https://doi.org/10.1016/j.ensm.2020.07.032
https://doi.org/10.1016/j.apsusc.2021.149755
https://doi.org/10.1016/j.bios.2019.111716
https://doi.org/10.1016/j.apsusc.2022.153398
https://doi.org/10.1016/j.apsusc.2022.153398
https://doi.org/10.1016/j.bios.2021.113062
https://doi.org/10.1016/j.bios.2021.113062
https://doi.org/10.1016/j.jiec.2020.09.009
https://doi.org/10.1016/j.jiec.2020.09.009
https://doi.org/10.1016/j.snb.2021.130770
https://doi.org/10.1016/j.snb.2021.130770
https://doi.org/10.1016/j.cej.2022.137128
https://doi.org/10.1016/j.colsurfa.2021.126811
https://doi.org/10.1016/j.colsurfa.2021.126811
https://doi.org/10.1016/j.biomaterials.2020.120623
https://doi.org/10.1016/j.biomaterials.2020.120623
https://doi.org/10.1016/j.foodchem.2023.137295
https://doi.org/10.1016/j.biomaterials.2018.10.018

	Black phosphorus: The rise of phosphorene in 2D materials applications
	1 Introduction
	2 Background and scope of black phosphorus and phosphorene
	2.1 Synthesis methods of black phosphorus
	2.2 Synthesis methods of phosphorene
	2.3 Black phosphorus and phosphorene: structure, properties, and characterisation
	2.3.1 Black phosphorus and phosphorene: structure-driven properties


	3 Black phosphorus and phosphorene nanocomposites for enhanced performance through synergistic design
	4 Conclusions and future directions
	Declaration of Competing Interest
	References


