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SUMMARY 

Pnictide semiconductor nanoparticles and quantum dots are an important class of materials 

due to their potential applications in solar cell, thermoelectricity, bioimaging and biosensors. 

However, scientific communities’ attention on pnictide materials was negligible compared to 

conventional II-VI chalcogenide based QDs. This is primarily due to the challenging syntheses of 

group V semiconductor nanoparticles compared to II-VI families. This thesis focuses on the 

development of safe and effective methods for the synthesis of a wide variety of pnictide 

semiconductor nanoparticles, or quantum dots including materials within the III-V, II-V, I-V-VI2 

and I3-V-VI4 families. In first chapter, I have reported a relatively air-safe and less hazardous 

arsenic precursor, bis-[N,N-bis-(trimethylsilyl)amido] chloroarsenic, [(Me3Si)2N]2AsCl (arsenic 

silylamide) that can be used to create a variety of crystalline, monodisperse II-V, III-V, and I3-V-

VI4 family semiconductor quantum dots. The mechanism of the formation of quantum dots was 

also elaborated with the help of DFT calculation and NMR experiments. Next, I have expanded 

the scope of these silylamide-associated pnictide precursors, tris[N,N-

bis(trimethylsilyl)amido]antimony, [(Me3Si)2N]3Sb and tris[N,N-

bis(trimethylsilyl)amido]bismuth, [(Me3Si)2N]3Bi towards the exploration of novel antimony and 

bismuth nanomaterials, AgSbSe2 and AgBiSe2. Furthermore, electrical measurements of these 

materials were performed to characterize the electrical properties of the nanoparticles. In addition 

to pnictide nanomaterials’ syntheses, I have developed a series of hydrophilic phosphonic acids to 

solubilize QDs in aqueous solution using a variety of strategies.   This project focuses to minimize 

the number of steps for water solubilization and enhance the efficacy of functionalization of QDs. 
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1 Introduction 

1.1 INTRODUCTION 

 Nanotechnology is defined as “the design, characterization, production and application of 

structures, devices and systems by controlling shape and size at the nanometer scale.”1 The unique 

aspects of this subject are based on the study of nano-dimensional (10-9 m) materials and the strong 

correlation between the size of the materials and their properties. It was physicist Prof. Richard 

Feynman who first introduced the concepts of nanotechnology in his “There’s plenty of room at 

the bottom” lecture series.2 Soon after, it became one of the fastest growing field of study in science 

and engineering. In some sense, nanoscience is not a new paradigm, as nanoscale objects already 

exist in nature as catalysts, porous materials, certain minerals, soot particles etc. However, 

innovation and progress in the development of scientific tools have allowed this rapid expansion 

and development of human derived nanoscale technology.  

 

1.2 QUANTUM DOTS AND THEIR APPLICATION 

Quantum dots (QDs, also known as semiconductor nanocrystals) have become a major component 

of nanotechnology since their discovery in 1983.3-4 Over the past few years, semiconductor 

nanocrystals, have been studied as  potential components of chemical5-8 and biological sensing9-

13, photovoltaics14-17, lasers18-21 and light emitting devices22-25 due to their unique photophysical 

properties. These include broad absorption spectra, tunable and narrow emission profiles, and high 

resistance towards photobleaching compared to organic dyes (see fig. 1).26-27 Many of these 

properties are engendered through the quantum confinement of charge carriers, within the 

nanometer dimension of semiconductor crystals.3, 28-31   
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Figure 1. Quantum dots. (A) Photo of CdS/ZnS & CdSe/ZnS QDs. (B) Emission spectra of same 

QDs. (C) Corresponding absorption spectra. 

 

 

A 
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1.3 QUANTUM CONFINEMENT 

When a semiconductor nanocrystal absorbs a photon, an electron is excited to the conduction 

band from the valence band, leaving behind a hole in the valence bond. The coulomb attractive 

force between the hole and electron restricts their independent motion resulting in the formation 

of an electron-hole pair (e- - h+), or ‘exciton’. The distance between the hole and electron is known 

as the Bohr-exciton radius. When the radius of the quantum dot is comparable to the excitonic 

Bohr radius, the excitons are strongly confined.3 The energy separation of the QD is expressed in 

the following equation: 

 

where, m*
e, m

*
h = effective masses of excited electron and hole, respectively, Egap is the band gap 

of the bulk (unconfined) material, and r is the radius of QD.  

There are two consequences that result from the strongly confined electronic structure. For 

one, the energy levels are quantized and discrete. As such, the electronic structure cannot be 

explained by a bulk band-like motif. The states are more like atomic energy levels, so quantum 

dots are sometimes referred as ‘artificial atoms’.3, 32-33 Another consequence is the fact that the 

band gaps of quantum dots are inversely proportional to the size of the dots (see fig. 2). Therefore, 

the electronic properties of the materials can be tuned by altering the size of the dots.  
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Figure 2. Electronic properties of a bulk semiconductor and quantum dots. (A) Electronic 

structure of a bulk semiconductor (B) Electronic structure of QDs.  



 

 

5 

 

 

Figure 3. Energy diagram of type-I and type-II quantum dots 

 

1.4 TYPES OF CORE-SHELL QUANTUM DOTS 

Surface passivation of quantum dots plays an important role for tuning their optoelectronic 

properties. Growing an inorganic shell on top of the core is an interesting and widely used protocol 

to restrict surface oxidation and alter the dots’ emissive properties. The choice of material for the 

shell is based on the band gap and crystal structure of the core quantum dots. The core-shell 

quantum dots are classified as either type-I or type-II heterostuctures (see fig. 3).  
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In the type-I core-shell heterostructure, the band gap of the core is smaller than the shell and 

the  edges of valence and conduction bands of the core lies within the bandgap of the shell.34 Thus, 

both the electron and the hole is strongly confined inside the core. This confinement in type-I core-

shell heterostructure helps to reduce surface defects and enhance the optical properties of quantum 

dots.35-37 Examples include CdSe/ZnS35, CdSe/CdS37, InAs/CdSe38, CdS/ZnS5 etc. 

In the type-II configuration, the valence or conduction band edge of the shell lies within the 

band gap of core, but not both.39 Due to this staggered alignment of band edges, the hole stays in 

the core while the electron is confined to the shell or vice versa. This spatial distribution of charge 

carriers leads to longer fluorescence lifetimes and lower quantum yield.40-41 Examples include 

CdTe/CdSe,40 CdSe/ZnTe,40 CdTe/CdS,42 ZnTe/CdS,43 ZnTe/CdSe,43  ZnSe/CdS41 etc.   

 

1.5 SYNTHESIS OF CORE-SHELL QUANTUM DOTS 

After the discovery of quantum dots in 1981 by Russian physicist Ekimov and US chemists 

Brus and Steigerwald,4 there are numerous protocols developed to synthesize high quality 

crystalline quantum dots. These include hydrothermal,44-45 microwave assisted,44, 46 rapid 

injection,47 decomposition of single source precursors,48 chemical/thermal oxidation,49-51 laser 

ablation52 and electrochemical etching.53-54 Usually, hydrothermal and microwave assisted 

synthesis leads to nanomaterials with low quantum yields, poor crystallinity and broad size 

distributions. However, the rapid injection protocol, first employed by Murray et al., is generally 

the best and most general method to synthesize different types of materials.47 In this procedure, 

one or more precursor solutions are injected at an elevated temperature into a high boiling-point 

solvent. Initially, the concentration of precursor is higher than the nucleation threshold and  
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Figure 4. Common protocol (rapid injection method) to synthesize quantum dots. Adapted and 

reprinted with permission from Ref. 31, Copyright 2014 The Royal Society of Chemistry 
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nucleation of semiconductor nanocrystals proceeds at a rapid pace. As the concentration of 

precursors drops, the nucleation of new dots stops and particles start to grow. There may be an 

overlap period where nucleation and growth occur simultaneously. If nanocrystal are grown with 

a low precursor concentration ‘Ostwald ripening’ can occur,  which leads to a broad size 

distribution of nanomaterials.55 To control the growth and prevent Ostwald ripening, the solution 

can be cooled immediately after the injection of precursor at higher temperature at the subsequent 

nucleation stage. The rapid injection method accomplishes this by the sudden addition of a large 

quality of solvent when the precursors are added.  

To improve the stability, quantum yield and to minimize toxicity, quantum dot cores can be 

over coated with shell of another inorganic material.35-36, 56 Generally the shell formation involves 

epitaxial growth via the slow injection of overcoating precursors. Otherwise, non-epitaxial shell 

growth can occur which causes strain and defect formation at the core/shell interface, leading to 

deep-trap states and poor optical characteristics.57 

 Another important factor to synthesize high quality quantum dots is the purification of 

starting materials: oleic acid,58 oleylamine, tetradecylphosphonic acid59 and trioctylphosphonic 

acid.60 Purified starting materials enhance the reproducibility of the protocol and result in better 

surface passivation that leads to greater stability, less toxicity, and higher quantum yield. 

Consequently, the properties of the QD products is improved, especially compared to organic dyes. 

 

1.6 WATER SOLUBILIZATION AND FUNCTIONALIZATION OF QUANTUM DOTS 

Quantum dots are highly robust ‘fluorophores’  that have potential applications in the 

biological arena as biosensors, biomarkers, and bioimaging tools.61-63 However, the best quantum 
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dots are synthesized in hydrophobic solvents, which makes it very difficult to transfer dots from 

hydrophobic organic solvents into a hydrophilic aqueous one.64 There are two primary protocols 

for water solubilization of quantum dots: 1) ligand exchange, and, 2) the encapsulation method.  

The ligand exchange protocol involves replacement of the native hydrophobic ligands with 

hydrophilic ones to solubilize quantum dots in an aqueous solvent.62, 65-68 The most widely used 

ligand for this purpose is sulfur containing dihydrolipoic acid (DHLA).62, 69-71 Usually, ligand 

exchange with DHLA results in small hydrodynamic sized QDs that are suitable for biological 

applications. However, the quantum yield and the stability are significantly reduced.69, 72-73 

Another modified ligand exchange approach involves silanization, where QDs are coated with a 

cross-linked, near-monolayer of silica.74 Also, quantum yields are quite high and QDs are stable 

over months under ambient bench top condition. 

The encapsulation protocol coats QDs with a layer of hydrophilic compounds, known as 

encapsulants, on top of their native ligands for aqueous solubilization.75 Usually, the encapsulants 

are amphiphiles that have a hydrophobic part that interacts with the native ligands within the 

interior, whereas a hydrophilic portion stays outside and interacts with water. These ligands are 

typically block copolymers,76 lipids,77 phospholipids, or amphiphilic polymers.76, 78-80 While 

quantum yield of QDs remain same,56 the hydrodynamic size becomes large, which is incompatible 

with biological studies.65, 81-82 

Functionalization of quantum dots is another  important step to make it useful for biological 

applications.83 Usually, hydrophilic functional groups such as primarily amines and carboxylic 

acids, exist on the surface of water-soluble QDs. The common coupling reagents to conjugate with 

biological moieties (proteins, peptides, DNA etc) have carbodiimide functionality. Examples 
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include 1-ethyl-3-(3-dimethylaminopropyl)carbodiimide (EDC),69, 75, 84-85 and methylpolyethylene 

glycol carbodiimide (MPEG CD).86 DMTMM.85 is a similar reagent as EDC. To functionalize 

 

 

Scheme 1. Different protocols for water-solubilzation of QDs: Encapsulation and ligand exchange. 

Reprinted with permission from Ref. 87, Copyright 2014 The Royal Society of Chemistry 

 

thiol groups on the QD surface, sulfosuccinimidyl-4-(N-maleimidomethyl) cyclohexane-1-

carboxylate (sulfo-SMCC) is an efficient coupling reagent.86 Furthermore, there are examples of 

nonspecific,88-90 electrostatic 69, 76, 90-91 and adsorption56, 92 interactions that can be used for 

attaching biological moieties to QD surface devoid of any coupling reagents. 
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1.7 CONVENTIONAL QUANTUM DOTS AND HISTORICAL BACKGROUND 

Over past two decades, several synthetic strategies have emerged to prepare II-VI (i.e. CdS, 

CdSe, CdTe),47 IV-VI (PbS,PbSe),93-95 and III-V (InP, InAs)96-100 quantum dots, rods and other 

morphologies for applications in solar cells,16, 101 optoelectronic devices22, 102-103 and as fluorescent 

sensors.9-10, 104 Of these, research on II-VI (specifically cadmium chalcogenides) QDs are 

overwhelmingly reported in the literature due to the fact that their preparation is facile and 

precursors are mostly commercially available. If we look into the history, the scientific 

community’s focus on cadmium chalcogenide began when Ekimov and Onushchenko first 

synthesized CdS dots in glass metals.4 At the same time Brus’ group synthesized CdS QDs using 

cadmium and sulfur salts in water containing an amphiphilic polymer that served as the 

nanocrystals’ nucleation centers.76 The reaction was performed in air using commercially available 

precursors, which facilitated technological transferability to other research groups. In 1993, 

Murray et al. presented a procedure that produced high quality CdS, CdSe, and CdTe QDs by the 

rapid injection of precursors into a very hot amphiphilic coordinating solvent.47 The elements 

became supersaturated and precipitated in the form of nuclei that grew into nanocrystals.105 The 

great significance of this work is that semiconductor nanoscience became infinitely more 

accessible to the scientific community due to the improvement in the quantum dots’ quality. This 

came at the expense of additional complexity as toxic and flammable dimethyl cadmium was used 

as a precursor, which necessitated air free conditions. This issue was resolved through the use of 

significantly safer cadmium salts106 and phosphonates107 as reagents.  

Many applications for CdSe quantum dots became realizable by the inorganic passivation of 

the surface.35-36 Core-shell CdSe/ZnS quantum yields have been reported to be as high as 100%;56 

furthermore, they are more stable such that they may be dispersed into water for bioimaging 
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applications using the methods discussed in the previous section.61-62 CdSe/ZnS dots are also used 

in displays and are commercially available from LG, Samsung, and Sony.23, 108 To summarize, the 

scientific community has had significant incentive to invest in cadmium-based semiconductor 

quantum dot research, which has resulted in the development of robust synthetic procedures that 

produce highly stable, bright functional materials. However, one runs into several issues with 

quantum dot synthesis when investigating new materials outside of the cadmium chalcogenide 

semiconductor family. 

 

1.8 PNICTIDE (GROUP V) QUANTUM DOTS 

Pnictide semiconductor quantum dots are an important family of materials for their potential 

applications in solar cell,109-111 thermoelectricity,112-113 bioimaging,114-117 and lithium ion 

batteries118-119. They are mostly classified as III-V (e.g. InAs, InP, GaAs, GaSb), II-V (e.g. Cd3As2, 

Zn3As2), I-V-VI2 (Cu/AgSbS2, Cu/AgSbSe2, Cu/AgBiS2 and Cu/AgBiSe2), and I3-V-VI4 (e.g. 

Cu3AsS4, Cu3SbS4, Cu3SbSe4, Ag3AsSe4) families of materials. However, scientific communities’ 

attention was negligible towards examining pnictide materials compared to conventional cadmium 

chalcogenide QDs. The problem this thesis will address is the fact that, if the scientific community 

does not explore new materials, novel properties will not be realized. If we compare conventional 

quantum dots to pnictide ones, we find many interesting points to be considered. For example, 

InAs116 and InP117  have lower bandgaps for NIR fluorescence and less toxicity due to absence of 

Class-A elements. Thus, they are more efficient materials for bioimaging applications compared 

to CdSe QDs. GaAs is another interesting material for photovoltaics as it has better carrier 

dynamics compared to CdTe.109 Also, I-V-VI2 semiconductors, especially AgSbSe2 and AgBiSe2, 
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are efficient and inexpensive thermoelectric materials compared to well-known PbTe/AgSbTe2.
112, 

120 All these facts prove that pnictide family semiconductors possess potential applications in 

different fields of science. Every new discovery also creates potential challenges and for pnictide 

semiconductor nanocrystals, it is always associated with synthetic problems. 

The syntheses of group V QDs are extremely challenging and completely different compared 

to II-VI families. This is largely due to 1) the strong covalency of the crystal lattice, 2) the fact that 

pnictide ions require higher temperatures and longer annealing time to overcome higher reaction 

barriers.121 

 

Primary Pnictide Semiconductor Families Major Semiconductors 

Group III-V Binary: InP, GaP, InAs, GaAs, InSb, GaSb, 

Tertiary: InGaP, InGaAs,InGaSb  

Group II-V Cd3P2, Zn3P2, AlP, Cd3As2, Zn3As2, AlAs, 

Zn3Sb2, ZnSb, Ni3P, Co3P, Cu3P 

Group I3-V-VI4 Cu3AsS4, Cu3SbS4, Cu3BiS4, Cu3AsSe4, 

Cu3SbSe4, Cu3BiSe4, Ag3AsS4, Ag3SbS4 

Group I-V-VI2 CuSbS2, CuSbSe2, CuBiS2, CuBiSe2, 

AgSbS2, AgSbSe2, AgBiS2, AgBiSe2 

Group I3-V-VI3 Cu3AsS3, Cu3SbS3, Cu3SbSe3, Cu3BiS3, 

CuBiSe3, Ag3AsS3, Ag3SbS3,  

 

Table 1. Pnictide semiconductor families and examples of semiconductors 
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Figure 5. Pnictide precursors: A) Established pnictide precursors. B) Reaction mechanism of 

tris(trimethylsilyl)pnictide with In (+3) salt. 
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The most well-known pnictide reagents follow the tris(trimethylsilyl)pnictide motif. Examples 

include (Me3Si)3P,122-126 (Me3Si)3As,98, 127 and (Me3Si)3Sb.125, 128-129 The chemistry of deadly gases 

like phosphine (PH3),
130 arsine (AsH3),

125, 131-133 and stibine (SbH3)
134 is similar to the above. Due 

to the presence of labile Me3Si- ligands, pnictide ions can be easily generated under suitable 

conditions.115 All these pnictide reagents are highly air/ moisture sensitive, hazardous and 

expensive, and many are not commercially available.135-136 Furthermore, the synthetic procedures 

for their preparation are highly air-sensitive and require special instrumentation that is not viable 

in normal laboratory condition. Also, these reagents are not chemically stable and usage of these 

precursors sometimes creates products with poor crystallinity and introduces reproducibility 

problems.97-98 Unfortunately, all these complications have restricted the application of pnictide 

quantum dots for commercial and biological purposes.137-138  

 

1.9 OVERVIEW OF THESIS 

This thesis focuses on the development of safe and effective protocols for the synthesis of a 

wide variety of pnictide semiconductor nanoparticles, or quantum dots, including materials within 

the III-V, II-V, I-V-VI2 and I3-V-VI4 families. I have reported a relatively air-safe and less toxic 

arsenic precursor that can be used to create a variety of crystalline, monodisperse II-V, III-V, and 

I3-V-VI4 family semiconductor quantum dots. Specifically, I have synthesized bis-[N,N-bis-

(trimethylsilyl)amido] chloroarsenic, [(Me3Si)2N]2AsCl (arsenic silylamide) and examined its use 

as an alternative pnictide precursor for quantum dots. The mechanism of the formation of quantum 

dots was also elaborated with the help of DFT calculation and NMR experiments. Next, I have 

expanded the scope of this research endeavor towards the exploration of novel silylamide-
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associated antimony and bismuth precursors, tris[N,N-bis(trimethylsilyl)amido]antimony, 

[(Me3Si)2N]3 and tris[N,N-bis(trimethylsilyl)amido]bismuth, [(Me3Si)2N]3Bi. They have been 

successfully employed to synthesize two novel materials within the I-V-VI2 family, AgSbSe2 and 

AgBiSe2. Furthermore, electrical measurements of these materials were performed to characterize 

the electrical properties of the nanoparticles. In addition to pnictide synthesis, I have demonstrated 

a series of hydrophilic phosphonic acids to solubilize QDs in aqueous solution using a variety of 

strategies.   This project aims to minimize the number of steps for water solubilization and enhance 

the efficacy of functionalization of QDs. 
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2 Arsenic Silylamide: A Safe and Effective Precursor for Arsenide Semiconductor 

Nanocrystal Synthesis 

The content of this chapter has been published in “Arsenic Silylamide: A Safe and Effective Precursor for Arsenide Semiconductor 

Nanocrystal Synthesis”, A. Das, A. Shamirian, and P. T. Snee, Chemistry of Materials, 2016, 28(11), 4058-4064. Adapted with 
permission from Ref.139. Copyright 2016 The American Chemical Society. 

. 

   

2.1 INTRODUCTION 

Nanometer-scale colloidal semiconductor quantum dots, rods, and other morphologies are 

potential candidates for various applications in bioimaging,26, 140-142 photovoltaics,143-144 electronic 

devices145-146 and sensing10, 147 due to their unique optoelectronic properties. These include broad 

absorption spectra, narrow emission profiles, and high resistance towards photobleaching 

compared to organic dyes.3, 29 Furthermore, these properties may be tuned with size via the 

quantum confinement effect,  where excitonic charge carriers gain kinetic energy due to lo-

calization within the ~nanometer dimensions of the semiconductor particles.3 The syntheses of II-

VI (i.e. CdE, E=S, Se, Te) quantum dots have been extensively studied; however, the same is not 

as true for materials composed within the II-V and III-V semiconductor families (i.e. pnictides 

such as arsenides and antimonides).148-149 As discussed in the previous chapter, the colloidal 

synthesis of pnictide nanocrystals is challenging and different compared to the II-VI family due to 

the strong covalency of the crystal lattice and the fact that pnictide ions require high temperature, 

long annealing times, and precursors with labile ligands to overcome activation barriers. These 

impediments limit the scope of effective pnictide reagents, the use of which often result in the 

formation of polydisperse samples.121  

Among pnictide semiconductors, metal arsenides are interesting as they are widely used in 

photovoltaics, electronic devices, and for biological imaging. Established strategies for their 

synthesis are based on the use of highly toxic arsine (AsH3) gas, the desilylation reaction of 
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As(SiMe3)3, or the transmetallation of a semiconductor nanocrystal template.115, 131 Each method 

presents significant impediments for the practical and, most importantly, safe synthesis of 

materials. For example, arsine gas is easily generated from the acid digestion of metal arsenides. 

However, its use requires special types of glassware that needs to be properly sealed due to the 

fact that AsH3 gas is extremely toxic and dangerous.131 While the reagent As(SiMe3)3 is a liquid 

and thus significantly safer to handle, it is not commercially available. Unfortunately, the synthesis 

of As(SiMe3)3 is a highly air and moisture sensitive multistep procedure and requires specialized 

glassware. The reaction yield is low,150 and the reagent is pyrophoric. Transmetallation has been 

used to synthesize InAs and GaAs quantum dots.151 However, the template that was used in the 

synthesis (Cd3As2 nanoparticles) was created from As(SiMe3)3 via desilylation in the presence of 

metal salts.  

The aim of this work is to explore the use of a non-volatile arsenide precursor that can be 

easily synthesized, is soluble in non-polar solvents, and has good stability under ambient condition, 

yet is sufficiently reactive in the presence of a reducing agent to produce semiconductor products 

in high yield. These properties were realized with bis[N,N-bis(trimethylsilyl)amido]chloroarsanic, 

[(Me3Si)2N]2AsCl ("arsenic silylamide") as an alternative reagent compared to conventional 

arsenic precursors for quantum dot synthesis. I have studied this reagent due to its ease of synthesis, 

which involves the incorporation of the -N(Me3Si)2 ligand via one step metathesis reaction using 

commercially available AsCl3 and lithium bis(trimethylsilyl)amide (LHMDS). The ligand imparts 

significant stability to the reagent most likely through the strong As-N bond. Furthermore, arsenic 

silylamide is a solid state chemical with minimal air sensitivity that enhances its ease of handling. 

I followed the general procedure by Hering et al.152 to synthesize arsenic silylamide as shown in 

Scheme 1, which was then used to synthesize quantum dots composed of II-V Cd3As2 and III-V 



 

 

19 

 

InAs, while dots and other anisotropic shapes of I-V-VI Cu3AsS4 were realized. As it pertains to 

InAs synthesis, NMR investigations and quantum chemical modeling have shown that activation 

of the As-Cl bond using a reduced LiH·InCl3 intermediate is the first step in the formation 

mechanism. A significant barrier is imposed by the coordination of “leftover” LiCl by the indium 

metal center, which is eventually shed with HCl to form a [N(SiMe3)2]2As·InCl2 intermediate. The 

metal center is likely reduced again to further activate free arsenic silylamide precursors in a 

cascade that eventually forms the InAs semiconductor nanocrystallite. 

 

 

 

 

 

 

 

 

Scheme 1. Synthesis of bis[N,N-bis(trimethylsilyl)amido]chloroarsanic, [(Me3Si)2N]2AsCl 

("arsenic silylamide"), according to ref. 152. Reprinted with permission from Ref.139. Copyright 

2016 The American Chemical Society. 
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2.2 EXPERIMENTAL 

2.2.1  Materials 

Arsenic chloride (AsCl3, 99.5%), copper iodide (CuI, 99.995%), oleylamine (80-90%), and 

indium(III) chloride (InCl3, 99.995%) were purchased from Acros Organics. 1-octadecene (ODE, 90%), 

lithium triethylborohydride (LiEt3BH, 1.0 M solution in THF), hexane (anhydrous, 95%), and indium(III) 

acetate (In(OAc)3, 99.99%) were bought from Alfa Aesar. Oleic acid (OA, 90%), lithium 

bis(trimethylsilyl)amide (Li[N(Si(Me)3)2], 97%), ethanol (>99.5%), cadmium acetate dihydrate 

(Cd(OAc)2·2H2O, 98%), sulfur (99.98%) were obtained from Sigma-Aldrich. Diethyl ether (purchased 

from VWR) was sparged with argon and dried using a Glass Contour Solvent System built by Pure Process 

Technology, LLC. Trioctylphosphine (TOP, 97%), was bought from Strem Chemicals Inc. Arsenic 

chloride, lithium triethylborohydride, and trioctylphosphine were stored and handled in an inert 

atmosphere glove box. Oleic acid was recrystallized according to the procedures in ref. 153, while other 

chemicals were used without further purification. 

 

2.2.2  Synthesis of bis[N,N-bis(trimethylsilyl)amido]chloroarsanic, [(N(SiMe3)2]2AsCl 

The procedure developed by Hering et al.152 was used to synthesize bis[N,N-

bis(trimethylsilyl)amido]chloroarsanic with minor modification to increase the reaction yield. The 

preparation is based on the metathesis reaction between arsenic chloride and lithium 

bis(trimethylsilyl)amide (“LHMDS”). First, 1.62 g LHMDS (9.7 mmol) was dissolved in dry hexane (10 

mL) and was slowly added dropwise to a stirred solution of 800 mg AsCl3 (4.41 mmol) in hexane (10 

mL) at –60 °C under an inert N2 atmosphere. The solution became white in color and turbid during the 

addition, and was kept stirring at -60 °C for 6 hours. The resulting white solution was warmed to and 



 

 

21 

 

maintained at 0 °C for an additional 12 hours. Afterwards, the solution was filtered using a glass fritted 

funnel and the solvents were removed under reduced pressure, resulting a colorless, viscous liquid 

composed of [(Me3Si)2N]2AsCl and the byproduct [(Me3Si)2N]AsCl2. The byproduct was removed from 

the crude solution by reduced pressure distillation at 70 °C. After removal of the byproduct, the product 

was further recrystallized from a saturated hexane solution at -80 °C, resulting in the white solid product 

[(Me3Si)2N]2AsCl, yield ~ 70%. The purity of the product was determined via 1H and 13C NMR; 1H NMR 

(25 °C, CDCl3, 400MHz) 0.33 (s) and 13C NMR (25 °C, CDCl3, 400 MHz) 5.27(s); The reagent was 

stored in a -80 °C freezer in a sealed vial. 

 

 

Figure 1. 1H NMR and 13C NMR of [(Me3Si)2N]2AsCl. Reprinted with permission from Ref. 139. 

Copyright 2016 The American Chemical Society. 
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2.2.3  Synthesis of In[N(SiMe3)2]3 

Indium tris[bis(trimethylsilyl)amide] was synthesized following the method of Bürger et al.,154 and 

is reproduced here for completeness. First, 341 mg InCl3 (1.54 mmol) was added into a two neck round 

bottom flask attached with reflux condenser under a dry nitrogen atmosphere. Next, 20 mL of dry ether 

was added to the flask and was heated to reflux. Next, 750 mg LHMDS (4.48 mmol) dissolved in 15 mL 

of dry ether was added dropwise into the refluxing InCl3 / ether solution. The resulting mixture became 

turbid and was kept refluxing overnight. Afterwards, the solution was filtered through a glass fritted funnel 

under an inert N2 atmosphere and the solvents were evaporated under reduced pressure. The product 

In[N(SiMe3)2]3 formed as a pale yellow solid. yield:85%. 

 

2.2.4  Synthesis of indium arsenide (InAs) nanoparticles  

10 mL of 1-octadecene and 7 mL of oleylamine were added into a three neck round bottom flask 

and degassed at 110 °C for 2 hours. Afterward, the solution was cooled to 30°C. Next, 269 mg of 

[(Me3Si)2N]2AsCl (0.625 mmol) dissolved in 1 mL ODE was added into the flask followed by an addition 

of 1.5 mL of 1.0 M LiEt3BH / THF solution. This resulted in the formation of a brown discoloration. 

Finally, 0.25 mmol of an indium metal precursor (55 mg of InCl3, 73 mg of In(OAc)3, or 149 mg of 

In[N(SiMe3)2]3) in 2 mL of TOP was injected into the flask, causing the solution to become black in color. 

The solution was heated slowly to and maintained at 250 °C for 30-35 min. Afterwards, the heating mantle 

was removed and the solution was allowed to cool to room temperature. The sample was stored under an 

inert atmosphere in a glovebox.  
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2.2.5  Synthesis of cadmium oleate (Cd(oleate)2)  

In a three neck round bottom flask attached with thermocouple and reflux condenser, 10 mL of 1-

octadecene, 33 mg of cadmium acetate dehydrate (0.125 mmol), and 106 mg of oleic acid (0.375 mmol) 

were added and degassed for 1 hour at 120 °C. The temperature of the solution was increased to and 

maintained at 250 °C for 30 minutes to complete the reaction; afterward the solution was allowed to cool 

to room temperature. This solution was used without modification for the synthesis of Cd3As2 dots as 

discussed below. 

 

2.2.6  Synthesis of cadmium arsenide (Cd3As2) nanoparticles 

The synthesis follows the same general procedure employed for InAs nanoparticles. 10 mL of 1-

octadecene and 7 mL of oleylamine were added into a three neck round bottom flask and degassed at 

110°C for 2 hours. Afterward, the solution was cooled to 30 °C. Next, 96 mg of [(Me3Si)2N]2AsCl (0.224 

mmol) dissolved in ODE was added into the flask, followed by 0.6 mL of 1.0 M LiEt3BH / THF solution, 

resulting in a brown discoloration. Finally, 10 mL of the Cd(oleate)2 solution discussed above was injected 

into the flask, which blackened the solution as observed in the synthesis of InAs dots. The solution was 

heated slowly to and maintained at 230 °C for 15-20 min. Afterwards, the heating mantle was removed 

and the solution was allowed to cool to room temperature. The sample was stored under an inert 

atmosphere in a glovebox. Generally, the Cd3As2 quantum dots are stable for 3-4 months inside glovebox 

under nitrogen atmosphere. 
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2.2.7 Synthesis of enargite (Cu3AsS4) nanoparticles 

This synthesis is a derivative of the procedures described above. 10 mL of 1-octadecene and 7 mL 

of oleylamine were added into a three neck round bottom flask and degassed at 110 °C for 2 hours. 

Afterward, the solution was cooled to 30 °C. Meanwhile, 35 mg of CuI (0.186 mmol) was added to 6 mL 

of oleylamine in a vial with a septa cap under a nitrogen atmosphere. It was degassed at 60 °C for 30 

minutes, heated to 80°C for one hour, and then allowed to cool to room temperature. In another septum 

covered vial, 30 mg of sulfur (0.93 mmol) was added to 5 mL of oleylamine. The solution was heated to 

60 °C for 30 min to completely dissolve the sulfur. Next, 160 mg of [(Me3Si)2N]2AsCl (0.371 mmol) 

dissolved in ODE was first added into the three neck round bottom flask followed by 0.9 mL of 1.0 M 

LiEt3BH / THF solution, resulting in a brown discoloration. Finally, the CuI and S solutions were injected 

into the flask in that order. The solution turned black following the addition of CuI; however, subsequent 

addition of sulfur transformed the solution into a clear brown color. The solution was then heated to and 

maintained at 240-245 °C for 15 min. Afterwards, the solution was allowed to cool to room temperature, 

and the sample was stored under an inert atmosphere in a glovebox. 

 

2.2.8 Mechanistic investigations via NMR 

In this study, 1 equivalent of the reducing agent LiEt3BH in toluene-d8 was added to bis[N,N-

bis(trimethylsilyl)amido]chloroarsenic (also dissolved in toluene-d8) at -30°C under a nitrogen 

atmosphere in a glove box. Time-resolved 1H NMR spectra were recorded immediate after until the 

sample warmed to room temperature. The THF peak at 1.47 ppm was used as an internal standard by 

setting the integration to 1.0.  
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2.2.9  Characterization 

For characterization, a small quantity of each sample was precipitated with ethanol and centrifuged 

to remove impurities. The precipitate was then redispersed in dry hexane and characterized optically and 

by X-ray photoelectron (XPS) and X-ray diffraction (XRD) spectroscopy. Absorption and emission 

measurements were performed with a Varian Cary 300 Bio UV/Vis and a customized Fluorolog 

(HORIBA Jobin Yvon) modular spectrofluorometer, respectively. XPS analyses were performed on a 

Kratos Axis 165 using a monochromatic Al Kα source operating at 12 kV and 10 mA to produce an X-

ray power of 120 W. Spectra were collected with a photoelectron takeoff angle of 90° from the sample 

surface plane, in energy steps of 0.1 eV, and a pass energy of 20 eV for all elements. All spectra were 

referenced to the C1s binding energy (284.8 eV). X-ray diffraction studies were performed on a D8 

Advance ECO Bruker XRD diffractometer using monochromatized Cu Kα (= 1.54056 Å) radiation. 

Transmission electron microscopy (TEM) measurements were performed using a JEOL JEM-3010 

operating at 300 keV. A 300 mesh copper grid was used for InAs and 300 mesh gold grid were used for 

Cd3As2 and Cu3AsS4 nanoparticle imaging. 1H NMR and 13C NMR spectra were recorded at various 

temperatures using Bruker Avance DRX 400 NMR spectrometer.  

 

2.2.10  Quantum Chemical Modeling 

All species were modeled using Density Functional Theory (B3LYP)155-156 using the Gaussian '09 

package.157 H, Li, C, N, O, and Cl atoms were described with a 6-311+g(d,p)158-159 basis set, while In 

atoms used the LANL2DZ basis set and effective core potential.160 The arsenic substrate 

[(Me3Si)2N]2AsCl was modeled using [N(SiH3)2]2AsCl, while superhydride was modeled with LiMe3BH. 

All geometry optimizations, including saddle points, were characterized with frequency analyses. Saddle 
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points were also examined using intrinsic reaction coordinate analysis. Zero point vibrational corrections 

were added to the energies. GaussView was used to visualize the results.161 

 

2.3 RESULTS AND DISCUSSION 

Nanocrystalline quantum dots and rods of InAs, Cd3As2, and Cu3AsS4 have been synthesized with 

[(Me3Si)2N]2AsCl using LiEt3BH (“superhydride”) to activate the arsenic precursor. I have already 

discussed the motivations for synthesizing the reagent arsenic silylamide, which is a solid at room 

temperature with minimal air sensitivity. Although the chemical was handled inside a glove box before 

use, it can be stored safely in a sealed vial in a -80 °C freezer.  However, this enhanced stability necessitates 

the use of superhydride during the synthesis of semicondutor nanomaterials as was also observed in a 

previous study on antimonide quantum dots using a similar precursor.162   

The reaction protocols to synthesize InAs, Cd3As2, and Cu3AsS4 nanoparticles all follow a general 

procedure where metal salts (In+3, Cd+2, and Cu+1), [(Me3Si)2N]2AsCl, and superhydride are mixed in a 

coordinating solvent and are subsequently annealed briefly at a high temperature. Unfortunately, the 

resulting InAs and Cd3As2 particles were observed to have somewhat poor colloidal stability. The 

presence of the reducing agent was found to be crucial as, without it, products are formed only at very 

high temperature (~420°C) after prolonged annealing times (~2-3 hours). Usually, injection of LiEt3BH 

and the arsenic precursor at lower temperature yields better results irrespective of the nature of the 

quantum dots. Injection at higher temperatures leads to the formation of a brown mass, most likely a 

decomposition product of the arsenic precursor. Discussed below are the results from each individual 

system, followed by the experimental and theoretical examination of the reaction mechanism. 
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2.3.1 Indium arsenide (InAs) 

Indium arsenide is a direct low band gap (0.4eV) material that has potential applications for 

infrared detectors,163 for telecommunication and photovoltaic systems, and in vivo bioimaging.114-115 

Wells et al. first developed a strategy to react In3+ salts with As(SiMe3)3 at a high temperature (~400°C) 

to synthesize crystalline InAs quantum dots.127  Zhang et al. produced InAs nanocrystals using in-situ 

generated arsine gas(AsH3).
131 Later modifications to this procedure were reported where the reaction 

temperatures, solvents, and the identity of the surface coordinating ligands (TOP, oleylamine, oleic acid, 

myristic acid, etc.) were altered.38, 132-133, 164 Further developments included the creation of core-shell 

quantum dots with narrow size distribution and 90% emission efficiency98 that could be water 

solubilized.115 However, all these reported methods used highly toxic and volatile As(SiMe3)3 or AsH3 

gas to synthesize InAs nanocrystals. 

In this study, InAs nanoparticles were synthesized using various In+3 salts with [(Me3Si)2N]2AsCl 

in presence of LiEt3BH. As stated previously, the particles were flocculated after synthesis and required 

pyridine to disperse the materials in hexane for analysis. Fig. 2 and 5 show TEM micrographs of 

crystalline 4-5 nm diameter InAs quantum dots that are well within the range of quantum confinement 

(<35 nm).100 The crystal phase of the nanoparticles was confirmed by powder XRD. It is consistent with 

the characteristic pattern of the cubic phase of InAs with corresponding peaks of [111], [200], [220] and 

[311]. However, narrow XRD peak pattern for InAs shows the yield of InAs QDs formation may be low. 

Along with nanoparticles, microparticles also forms here. XPS result shown in Fig. 3A reveal a 1:1.3 

In:As composition, where the excess arsenic is likely due to unreacted precursors that were used in excess 

as seen in similar studies.95 The absorption spectrum is rather featureless (Fig. 3), which unfortunately is 

an indicator of polydispersity. Furthermore, no emission was observed from these samples. 
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Three metal precursors were used in this study, specifically InCl3, In(OAc)3, and In[N(SiMe3)2]3. 

The most significant difference in their usage concerns the amount of indium metal particle byproducts 

that were formed which we believe is due to direct reduction of the precursor. The use of In[N(SiMe3)2]3 

resulted in the most metal byproducts followed by In(OAc)3, while no byproducts were observed in the 

InCl3 studies. The above reactivity trend of In+3 may be the result of the interaction of the arsenic reagent 

with the reduced metal species, as the DFT binding energy is strongest for LiHInCl3 and weakest for 

LiHIn[N(SiMe3)2]3 as shown in Fig. 24. 

      

 

Figure 2. General characterization of Indium arsenide (InAs) NCs. (a) TEM image of InAs quantum dots. 

(b) X-ray diffraction pattern of the same. (c) XRD plot of same InAs in terms of loge(I) vs. 2θ, where I= 

intensity. Reprinted with permission from Ref. 139. Copyright 2016 The American Chemical Society. 
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Figure 3. X-ray photoelectron and UV/Vis spectra of InAs NCs. a) XPS survey spectra of InAs quantum 

dots. b) UV/Vis spectra of InAs quantum dots. No emission was observed from this sample. Reprinted 

with permission from Ref. 139. Copyright 2016 The American Chemical Society. 
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Figure 4. X-ray diffraction patterns of nanoparticles synthesized as a function of reducing agents, 

[LiEt3BH, LiBH4, LiAlH4, or NaBH4, in the presence of InCl3] and indium precursors [In[N(SiMe3)2]3 or 

In(OAc)3]. Reprinted with permission from Ref. 139. Copyright 2016 The American Chemical Society. 
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Figure 5. TEM micrographs of InAs nanocrystals in presence of LiEt3BH. Reprinted with permission 

from Ref. 139. Copyright 2016 The American Chemical Society. 
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As a result, LiHInCl3 is best capable of “capturing” the arsenic reagent to reduce it. It was also found 

that the lithium ion is more labile in the LiHInCl3 complex, which would favor reduced arsenic and LiCl 

products as part of the reaction mechanism discussed in the following section. I also examined a variety 

of reducing agents and found that LiEt3BH, LiBH4, and LiAlH4 are all effective for the production of InAs 

nanomaterials as shown in Fig. 4. The use of sodium borohydride failed to result in the formation of InAs 

nanocrystals. 

 

2.3.2 Cadmium arsenide (Cd3As2) 

Cadmium arsenide is a narrow band gap (~0.15 eV)165 semiconductor with a large excitonic bohr 

radius (~47 nm),166-167 high dielectric constant,168 and high electron mobility.169 All these features suggest 

that it has significant potential for use in photovoltaic and telecommunication devices. However, there are 

few examples of the synthesis of cadmium arsenide quantum dots. Henglein and co-workers first 

synthesized Cd3As2 nanocrystals from Cd2+ salts and arsine gas in aqueous solution.170 Later, Harris et al. 

synthesized NIR emissive Cd3As2 nanocrystals using (TMS)3As and Cd-myristate via a double injection 

method.166 Recently, Yang et al.171 and Miao et al172 used toxic arsine gas to synthesize monodisperse 

Cd3As2 nanocrystals. As in other examples, these procedures are based on highly toxic, flammable, 

volatile arsenic precursors. 

In this report, Cd3As2 nanoparticles were synthesized using Cd-oleate with [(Me3Si)2N]2AsCl in the 

presence of LiEt3BH. XPS result confirms the composition of Cd3As2 nanoparticles with slight excess of 

arsenic (1:1.3) (see Fig. 6). The crystal phase of the nanoparticles was confirmed by powder XRD and is 

consistent with characteristic pattern of the tetragonal phase of Cd3As2 with corresponding peaks at [224], 

[325], [220] and [408]. However, narrow XRD peak pattern for Cd3As2 shows the yield of Cd3As2 QDs 

formation is quite low. Along with nanoparticles, microparticles also forms here. Fig. 7 & 8 shows an X-
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ray diffraction pattern and TEM micrographs of relatively small (3.7± 0.6 nm diameter) and crystalline 

Cd3As2 nanoparticles.  

Three Cd+2 salts were used in this study, specifically anhydrous CdCl2, Cd(OAc)2, and Cd(II)-oleate. 

However, crystalline Cd3As2 were formed with Cd(II)-oleate under the conditions employed whereas only 

cadmium metal nanoparticles originated from use of the other precursors. As in the InAs study, this is 

attributed to the increased self-reactivity of the reduced metal compared to arsenic silylamide. As observed 

in the InAs study, the absorption spectra of the samples were featureless, and no emission was observed; 

see Fig. 6. 

 

 

Figure 6.  XPS survey and UV/Vis spectra of Cd3As2 NCs. a) XPS survey spectra of Cd3As2 quantum 

dots. b) UV/Vis spectra of Cd3As2 quantum dots. No emission was observed from this sample. Reprinted 

with permission from Ref. 139. Copyright 2016 The American Chemical Society. 
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Figure 7. General Characterization of cadmium arsenide (Cd3As2) NCs. (a) TEM image of Cd3As2 

nanoparticles. (b) X-ray diffraction pattern of the same. (c) High resolution TEM image of crystalline 

Cd3As2 showing lattice fringes. (d) Size distribution of Cd3As2 dots; red line is a Gaussian fit to the data. 

Reprinted with permission from Ref. 139. Copyright 2016 The American Chemical Society. 
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Figure 8. TEM micrographs of Cd3As2 nanocrystals in presence of LiEt3BH. Reprinted with permission 

from Ref. 139. Copyright 2016 The American Chemical Society. 
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2.3.3 Enargite (Cu3AsS4) 

Orthorhombic copper arsenic sulfide (Cu3AsS4), known as enargite, is a member of I3-V-II4 family 

of semiconductors.173-174 It has a 1.32 eV direct bandgap with intrinsic p-type conductivity. The low 

bandgap and other electrical properties make it highly suitable for photovoltaic applications.175-177 

However, Cu3AsS4 has attracted little attention from scientific community, which may be due to the 

difficulty with its synthesis. To our knowledge, there is only one report on the synthesis of tetragonal 

Cu3AsS4 (luzonite) and cubic Cu12As4S13 (tennanite) nanocrystals,178 but no reports for enargite QDs 

exists.  

Ternary Cu3AsS4 dots, rods, and multipods were synthesized using CuI and sulfur with 

[(Me3Si)2N]2AsCl in presence of LiEt3BH. Fig. 9 shows a TEM micrograph and X-ray diffraction 

spectrum of Cu3AsS4 nanoparticles which displays the characteristic complex pattern of the orthorhombic 

phase of Cu3AsS4. XPS results (Fig. 10) confirms the presence of copper, arsenic and sulfur; however, the 

atomic concentration of sulfur and arsenic are higher than expected (Cu:As:S = 0.36:1.08:2.71), most 

likely due to the fact that they were used in excess. A very interesting feature of this study is the anisotropic 

nature of the materials formed as seen in Fig. 9 and 12. Examination of several images suggests that the 

elongated structures are composed of smaller subunits, which suggests an “oriented attachment” 

mechanism for anisotropic growth.179-181 This mechanism is commonly observed in the synthesis of 

semiconductor nanorods and wires. To provide a more analytical characterization, histograms the widths 

and lengths of ~100 anisotropic enargite nanorods are shown in Fig. 9c. A Gaussian fit to the width (5.5 

± 0.9 nm) was used to re-create the length distribution by summing 2→4 random numbers that conform 

to the width statistics as shown in the red line fit in Fig. 9c. Overall the fit is not ideal (r2=0.60); however, 

the overall shape and breath of the length distribution are recreated by this mathematical analysis. Coupled 
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with the TEM data, we believe that smaller monomers of Cu3AsS4 quantum dots fuse together to form the 

rods and multipods of enargite nanocrystals.  

 

 

Figure 9. General characterization of enargite (Cu3AsS4) NCs. (a) TEM images of crystalline Cu3AsS4 

quantum dots and rods. (b) X-ray diffraction pattern of Cu3AsS4 nanocrystals. The low angle shoulder is 

likely due to organic byproducts (see ref. 182). (c) Histogram of the width and length of various Cu3AsS4 

rods (circles) with fits to the data (solid lines). Inset: TEM image reveals how Cu3AsS4 rods are likely 

composed of fused monomers. Reprinted with permission from Ref. 139. Copyright 2016 The American 

Chemical Society. 
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Figure 10. XPS survey and UV/Vis spectra of Cu3AsS4 NCs. a) XPS survey spectra of Cu3AsS4 quantum 

dots. b) UV/Vis spectra of Cu3AsS4 quantum dots. No emission was observed from this sample. Reprinted 

with permission from Ref. 139. Copyright 2016 The American Chemical Society. 

 

 

Figure 11. X-ray diffraction patterns of Cu3AsS4 quantum rods compared to enargite (PDF#: 00-035-

0775), luzonite (PDF#: 00-010-0450), and tennanite (PDF#: 01-076-0101). The particles are clearly a 

match to the orthorhombic enargite structure. The standard sample data were calculated by convolving 

the known d-spacing with Lorentzian lineshapes as defined by the Debye-Scherrer equation. Reprinted 

with permission from Ref. 139. Copyright 2016 The American Chemical Society. 
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Figure 12. TEM micrographs of Cu3AsS4 quantum dots, rods, and multipods. Reprinted with permission 

from Ref. 139. Copyright 2016 The American Chemical Society. 
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2.3.4  Reaction mechanism for indium arsenide (InAs) 

Temperature dependent NMR and theoretical modeling have been used to investigate the reaction 

mechanism by which aresenide semiconductor nanoparticles are synthesized using arsenic silylamide, 

InCl3, and reducing agent. The first, rather obvious step is that superhydride transforms arsenic silylamide 

into the reduced form via: [(Me3Si)2N]2AsCl → [N(SiMe3)2]2AsH. This is confirmed by 1H NMR as 

shown in Fig. 13, and characterized theoretically as seen in Fig. 17. However, minimal activation of the 

As-Cl bond was observed when the same reaction was performed in the presence of InCl3 as shown in 

Fig. 14. In this system, InCl3 is likely reduced to LiHInCl3 by superhydride, which is ~50 kcal/mol 

energetically downhill barrierless reaction as shown in Fig. 15. This is also consistent with the many 

reports on the use of InCl3 in organic reduction reactions.183 Warming the solution resulted in arsenic 

silylamide reduction (Figs. 14, 15, and 16), the overall integration of which becomes smaller over time as 

a black precipitate (most likely InAs quantum dots) formed. This must be due to the action of LiHInCl3 

as a reducing agent, which forms [N(SiMe3)2]2AsH with a 28 kcal/mol barrier (Fig. 16).  

The next steps were explored entirely computationally, where the end goal was to remove ligands 

from the metal center. It was found that InCl3 can coordinate without a barrier to the reduced arsenic 

center to from a complex that can subsequently shed HCl over a 30 kcal/mol barrier (Fig. 18). Subsequent 

interaction with a second equivalent of reducing agent results in LiH transfer to the indium metal center, 

which we believe leads to a chain reaction of arsenic activation and indium coordination until the InAs 

quantum dot is formed. These results are summarized in Scheme 2. One issue concerns LiCl coordination 

to InCl3, which occurs after activation of the As-Cl bond. The LiInCl4 intermediate is very stable as loss 

of LiCl is highly energetically unfavorable (+42 kcal/mol, Fig. S15). Coordination of LiInCl4 to the 

reduced arsenic substrate reduces the energetic cost of LiCl loss to +31 kcal/mol (Fig. 19); alternatively, 

HCl loss may occur with a similar +30 kcal/mol barrier (Fig. 20). However, the interaction energy of 
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LiInCl4 with [(H3Si)2N]2AsH is (the model substrate) very low, so neither of the above likely occurs in a 

high temperature solution. Thus, it could be true that the most significant bottleneck of this reaction is the 

loss of LiCl by LiInCl4 that forms after arsenic reduction. 

 

2.3.4.1 Mechanistic investigations via NMR 

Experimental procedure has been explained in section 2.2.8. Temperature dependent NMR spectra 

are given below to explain the reaction between [(Me3Si)2N]2AsCl with InCl3 in presence of LiEt3BH.  

 

Figure 13. Room temperature 1H NMR spectrum of bis[N,N-bis(trimethylsilyl)amido]chloroarsenic in 

presence of LiEt3BH reveals the formation of [(Me3Si)2N]2AsH. Reprinted with permission from Ref. 

139. Copyright 2016 The American Chemical Society. 
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We have observed that [(Me3Si)2N]2AsCl was reduced to [(Me3Si)2N]2AsH in presence of LiEt3BH 

(Fig. 13). However, when the same experiment was performed with an addition of 1 equivalence of InCl3, 

the formation of reduced species was suppressed (Fig. 14). Increasing the temperature of the solution 

resulted in the reduction of bis[N,N-bis(trimethylsilyl)amido]chloroarsenic (Figs. 15, 16), the integration 

of which slowly decreased most likely due to InAs QD formation. 

 

 

Figure 14. Room temperature 1H NMR spectrum of bis[N,N-bis(trimethylsilyl)amido]chloroarsenic in 

presence of LiEt3BH (1 equivalent) and InCl3(1 equivalent). It shows that the formation of the reduced 

[(Me3Si)2N]2AsH species (0.29 ppm) is suppressed. Reprinted with permission from Ref. 139. Copyright 

2016 The American Chemical Society. 
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Figure 15. 1H NMR spectrum of bis[N,N-bis(trimethylsilyl)amido]chloroarsenic in presence of 1 

equivalent of both LiEt3BH and InCl3. It shows that the formation of the reduced [(Me3Si)2N]2AsH species 

(0.29 ppm) occurs after the solution is warmed to 60 °C. Reprinted with permission from Ref. 139. 

Copyright 2016 The American Chemical Society. 
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Figure 16. 1H NMR spectrum of [(Me3Si)2N]2AsCl, InCl3 and LiEt3BH at 70°C. More of the reduced 

[(Me3Si)2N]2AsH species is observed after warming the solution to 70 °C. Reprinted with permission 

from Ref. 139. Copyright 2016 The American Chemical Society. 

 

2.3.4.2 Mechanistic investigations via quantum chemical modeling with DFT 

The binding energies between two associating species shown in parenthesis are calculated using the 

counterpoise method to account for basis set superposition error. A “+” sign between to molecules signifies 

that the structures’ coordinates, total binding energy and vibrational zero-point energy were calculated 

separately. Note that some structures seem to appear twice (ex: 5 & 15, 18 & 23), whereas in reality one of the 

geometries is optimized in the presence of another coordinating species. All theoretical calculations were 

performed in vacuum. 
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Figure 17. Reduction of [(SiH3)2N]2AsCl by LiMe3BH. It is energetically downhill with a moderate 

barrier. However, this reaction is suppressed in the presence of indium trichloride, which is the preferred 

substrate for reduction. Note that structure (5) has been cropped for clarity. Reprinted with permission 

from Ref. 139. Copyright 2016 The American Chemical Society. 

 

 

 

Figure 18. Reduction of InCl3 by LiMe3BH. Complexation and subsequent reduction of InCl3 by 

LiMe3BH is significantly downhill energetically with no reaction barrier. The resulting complex is 

moderately bound and likely dissociated before LiH·InCl3 reduces the [(SiH3)2N]2AsCl substrate as 

shown in Fig. 19. Reprinted with permission from Ref. 139. Copyright 2016 The American Chemical 

Society. 
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Figure 19. Reduction of [N(SiH3)2]2AsCl by LiH·InCl3. It results in the formation of LiInCl4. Given the 

low interaction energy of the reduced arsenic species with indium, the pair likely separates and further 

reactivity is dependent on the coordination of free InCl3, which likely originates from the removal of LiCl 

from LiInCl4. The complexation energy of LiInCl4 with [(SiH3)2N]2AsH was determined to be positive 

(+0.11 kcal/mol) due to the zero-point energy correction. Reprinted with permission from Ref. 139. 

Copyright 2016 The American Chemical Society.  

 

 

 

 

 

 
 

Figure 20. Loss of LiCl from LiInCl4.The removal of LiCl from LiInCl4 occurs with no apparent reaction 

barrier and is highly endothermic. Reprinted with permission from Ref. 139. Copyright 2016 The 

American Chemical Society. 
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Figure 21. Loss of HCl by InCl3· [N(SiH3)2]2AsH. The complexation of InCl3 and hydrogen arsenic 

silylamide likely results in shedding of HCl, which is overall endothermic. Subsequent interaction with a 

borohydride reducing agent likely results in reduction of the indium moiety, which reacts with another 

chloroarsenic substrate. Reprinted with permission from Ref. 139. Copyright 2016 The American 

Chemical Society. 

 

 

 
 

Figure 22. Loss of LiCl from LiInCl4·[N(SiH3)2]2AsH. The barrierless loss of LiCl from LiInCl4 when 

complexed to reduced hydrogen arsenic silylamide is less endothermic by ~10 kcal/mol compared to 

LiInCl4 alone, which is likely due to the energetic stabilization of the InCl3 and [(SiH3)2N]2AsH. We 

propose that structure (16) sheds HCl as shown in Fig. 20 as part of the reaction mechanism to form InAs 

nanoparticles. Overall, the lack of interaction of LiInCl4 and [(SiH3)2N]2AsH likely means that this 

mechanism does not occur. Reprinted with permission from Ref. 139. Copyright 2016 The American 

Chemical Society. 
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Figure 23. Loss of HCl and LiCl from LiInCl4·[N(SiH3)2]2AsH. As an alternative reaction pathway to 

that shown in Fig. 18, the loss of HCl originating from the LiInCl4 - reduced hydrogen arsenic silylamide 

complex was investigated. The reaction barrier is nearly identical to the energetic cost of shedding LiCl 

from the same. Subsequent loss of LiCl is barrierless and endothermic.  Regardless, the lack of interaction 

of LiInCl4 and [(SiH3)2N]2AsH likely means that this mechanism does not occur. The complexation of 

HCl with LiInCl3·As[N(SiH3)2]2 was calculated via E(AB) – E(A) – E(B) to be -5.19 kcal/mol as well as 

using the counterpoise method (-6.13 kcal/mol). Reprinted with permission from Ref. 139. Copyright 

2016 The American Chemical Society. 
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Scheme 2. First steps in the reaction mechanism of InCl3 and superhydride to form InAs quantum dots 

based on NMR and theoretical modeling results. Reprinted with permission from Ref. 139. Copyright 

2016 The American Chemical Society. 

 

 

Figure 24. Explaining the trend in indium precursor reactivity via binding energies. The reactivity of 

indium precursors followed the trend In[N(SiMe3)2]3 < In(OAc)3 < InCl3. The reduced metal species 

interacting with the arsenic substrate were all modeled at the B3LYP/LANL2DZ level of theory to 

describe this behavior. BE refers to the BSSE corrected binding energy of the arsenic substrate with the 

reduced metal complex. It was universally found that there are two minima where the Li+ and H- atoms 

are in a cis or trans position with respect to the metal center. Regardless of the structure, LiHInCl3 has the 

overall strongest interactions with the arsenic substrate which may explain the lack of metal nanoparticles 

due to self-reactivity when using InCl3 as a reagent. Note that (28) & (29) are not identical to (10) due to 

the nature of the local minima of (28) and the different level of theory employed in (29). Reprinted with 

permission from Ref. 139. Copyright 2016 The American Chemical Society. 
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2.3.5 Reaction mechanism for cadmium arsenide (Cd3As2) and enargite (Cu3AsS4) 

The reaction mechanism of formation of II-V and I-V-VI materials is very different than that 

observed for InAs. By examining the materials synthesized during the process of QD formation with XRD 

analysis, it was found that one type of nanomaterial initially forms which later converts into the product. 

In the case of Cd3As2, a portion of the solution was collected before heating to the final temperature, and 

was found to contain cadmium metal nanoparticles as evident from the XRD data shown in Fig. 25. In the 

case of enargite Cu3AsS4, it was found that CuI, arsenic silylamide, and the reducing agent form a mixture 

of copper and copper arsenide nanoparticles before injection of the sulfur precursor; see Fig. 26. 

Consequently, the synthesis likely proceeds either by a) diffusion of sulfur into Cu3As or b) diffusion of 

As into Cu-S framework, which is commonly observed in ternary or quaternary nanoparticle synthesis.184-

185 Overall these results demonstrate that the reaction schemes reported here using [(Me3Si)2N]2AsCl and 

a reducing agent are versatile and can be used to form nanoparticles via a variety of reaction pathways. 

 

 

Figure 25. XRD pattern of metallic Cd nanoparticles. X-ray diffraction patterns of materials synthesized 

from cadmium oleate and [(Me3Si)2N]2AsCl precursor in presence of LiEt3BH at 160 °C. Reprinted with 

permission from Ref. 139. Copyright 2016 The American Chemical Society. 
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Figure 26. XRD pattern of Cu and Cu3As nanoparticles. X-ray diffraction patterns of materials 

synthesized from CuI and [(Me3Si)2N]2AsCl precursor in presence of LiEt3BH at 260 °C reveals 

the formation of a mixture of copper metal and copper arsenide nanoparticles. Injection of the 

sulfur precursor results in the formation of Cu3AsS4 quantum dots as shown in Figs. 9 and 12. 

Reprinted with permission from Ref. 139. Copyright 2016 The American Chemical Society. 

 

2.4 CONCLUSION 

In this chapter, we have explored the use of bis[N,N-bis(trimethylsilyl)amido]chloroarsanic,  

[(Me3Si)2N]2AsCl as an arsenic precursor to synthesize a variety of metal arsenide semiconductor 

nanomaterials within the III-V, II-V, I3-V-VI4 families. This precursor has minimal air sensitivity, 

low vapor pressure, and is significantly safer to handle. These advantageous features make arsenic 

silylamide a useful precursor compared to other commonly used reagents such as gaseous hydrides 

or pyrophoric tris(trimethylsilyl)arsenide. I applied this precursor to synthesize crystalline InAs, 

Cd3As2, and Cu3AsS4 nanomaterials.  Furthermore, the syntheses of enargite Cu3AsS4 quantum 

dots, rods, and multipods are reported for the first time. In case of InAs, we also investigated the 

mechanism of synthesis using variable temperature NMR and DFT quantum chemical modeling. 

According to these studies, the activation of the As-Cl bond of arsenic silylamide occurs via 

hydride transfer from LiH·InCl3, an intermediate that forms from the reduction of InCl3 by a 
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reducing agent. The step is followed by LiCl loss to form InCl2-AsH[(Me3Si)2N]2, which is 

reduced further in a cascade that ultimately creates InAs nanocrystals. However, we believe that 

the formation of Cd3As2 and Cu3AsS4 nanomaterials followed diffusion mechanisms.  

 

Figure 27. XRD pattern of gallium arsenide nanoparticles.  

 

Issues that need to be addressed concern the lack of colloidal stability of InAs and Cd3As2 

particles prepared via the methods outlined here, which we believe is due to the low temperature 

employed in the early stages of the reaction. We attempted to broaden the scope of this precursor 

towards the synthesis of other arsenide nanomaterials, especially GaAs. We synthesized GaAs 

nanomaterials following similar protocol, but the results were not reproducible which restricted 

further investigation. To summarize, the use of arsenic silylamide addresses the difficulty with 

solution-based synthesis of these nanomaterials which could extend the scope of possible 

applications. 
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3 Synthesis of High-Quality AgSbSe2 and AgBiSe2 Nanocrystals with Antimony and 

Bismuth Silylamide Reagents 

The content of this chapter has been published as “Synthesis of High-Quality AgSbSe2 and AgBiSe2 Nanocrystals with Antimony 

and Bismuth Silylamide Reagents”, Adita Das†, Bo Hsu‡, Armen Shamirian†, Zheng Yang‡, Preston T. Snee†* Chemistry of 

Materials, 2017, DOI: 10.1021/acs.chemmater.7b01593 (just accepted). Adapted with permission from Ref.213. Copyright 2017 

The American Chemical Society. 
 

 

3.1 INTRODUCTION 

This chapter discusses the development of pnictide reagents to synthesize low bandgap 

semiconductor quantum dots (QDs). This is important as the use of advanced semiconductor 

materials may help to address the problems associated with the non-sustainable consumption of 

environmental resources due to world-wide overpopulation. In this regard, semiconductors can be 

used to create solar panels and catalysts for alternative energy generation, as well as efficient 

lighting systems and “smart windows” for energy conservation.186-187 Furthermore, semiconductor 

thermoelectric materials can generate power from the excess heat that is the byproduct of processes 

such as fossil fuel combustion.188 Many of these examples were not realized with bulk materials 

that have well-defined physical properties. Such limitations engender only a certain level of 

efficacy for use in applications. It is necessary to build advanced materials on the nanoscale to 

overcome this deficit, due to the ability to tune electronic properties with size.3 Bottom-up 

chemical syntheses have been used to create colloidal semiconductor nanocrystals that have size 

dependent properties engendered through quantum confinement.3, 189 This thesis covers my 

research on pnictides that have not been extremely explored, such as II-V, I-V-VI2, I3-V-VI4 

families. This is due to the fact that the syntheses of these systems require pnictide nanomaterials 

are intricate and dangerous and there are few low-cost commercially available non-pyrophoric 

precursors.121, 133, 139, 162 
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Among pnictides, environmentally benign I-V-VI2 semiconductor nanocrystals are an 

emerging class of materials due to their NIR band gaps, large absorption coefficients, and excellent 

electronic properties.190-191 Dimetal chalcogenides have utility for photovoltaic and thermoelectric 

applications, making them promising alternatives for thermoelectric PbTe.120, 192 There are several 

examples of the synthesis of copper-based I-V-VI2 quantum dots, whereas silver-based 

nanomaterials such as AgBiS2, AgSbS2, AgSbSe2 and AgBiSe2 are less common.112, 193-194 The 

majority of reports on their syntheses used high temperature (~1000 K) solid state reactions that 

required long annealing times. Furthermore, the products were reported to have poor crystallinity 

and significant poly-dispersity. Colloidal preparation of AgSbSe2 has been reported to yield 

significantly more monodisperse materials.195 

Chapter 2 of this thesis discussed the use of an efficient, versatile, and most importantly non-

pyrophoric arsenic pre-cursor, [(N(SiMe3)2]2AsCl, to synthesize a variety of semiconductor 

quantum dots and rods.9 Herein we report the utility of additional silylamide-ligated pnictides, 

specifically tris[N,N-bis(trimethylsilyl)amido]antimony (Sb[(N(SiMe3)2]3) and tris[N,N-

bis(trimethylsilyl)amido]bismuth (Bi[(N(SiMe3)2]3),
162, 196 to synthesize silver dimetal 

chalcogenide quantum-confined nanocrystals. These reagents were prepared via a simple one step 

metathesis reaction between the pnictide halide (SbCl3/BiCl3) and Li[N(SiMe2)2]3 as summarized 

in Scheme 1. Both compounds are stable and relatively easy to handle due to the fact that they are 

solid-state reagents. Furthermore, they are soluble in a variety of organic solvents. As a result, they 

have been successfully applied to the syntheses of monodisperse, crystalline AgSbSe2 and 

AgBiSe2 nanoparticles using high-temperature colloidal methods. Specifically, AgSbSe2 

nanoparticles were generated via hot injection method, while the optimal strategy for synthesizing 

AgBiSe2 NCs used a ‘heat-up’ procedure. These processes are represented in Scheme 2.  
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Scheme 1. Synthesis of tris[N,N-bis(trimethylsilyl)amido]antimony, Sb[(N(SiMe3)2]3 and 

tris[N,N-bis(trimethylsilyl)amido]bismuth, Bi[(N(SiMe3)2]3. Reprinted with permission from Ref. 

213. Copyright 2017 The American Chemical Society. 

 

 

 

 

Scheme 2. (a) Synthesis of AgSbSe2 NCs begins with solvent degassing. (b) Ag and Sb reagents 

are prepared separately. (c) Rapid injection of Sb and Ag precursors. (d) AgBiSe2 NCs are prepared 

by heating up the solvent and precursors in a single reaction vessel. Reprinted with permission 

from Ref. 213. Copyright 2017 The American Chemical Society. 
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3.2 EXPERIMENTAL 

3.2.1  Materials 

Bismuth chloride (BiCl3, 99.9%) and selenium shot (99.5%) were purchased from Strem 

Chemicals. Hexane (anhydrous, 95%) and antimony chloride (SbCl3, 99%) were purchased from 

Alfa Aesar. Oleic acid (OA, 90%), oleylamine (OLA, 98%), lithium bis(trimethylsilyl)amide 

(Li[N(Si(Me)3)2], 97%), 1-dodecanethiol (DDT, 98%), ethanol (>99.5%), silver(I) chloride (AgCl, 

99.995%) and sodamide (NaNH2, 95%) were obtained from Sigma-Aldrich. Diethyl ether 

(purchased from VWR) was sparged with argon and dried using a Glass Contour Solvent System 

from Pure Process Technology, LLC. Antimony chloride, bismuth chloride, lithium 

bis(trimethylsilyl)amide (LHMDS) were stored and handled in an inert atmosphere glove box. 

Oleic acid was recrystallized according to the procedures in ref. 58 , while other chemicals were 

used without further purification. 

 

3.2.2  Synthesis of tris[N,N-bis(trimethylsilyl)amido]antimony, Sb[(N(SiMe3)2]3 

The procedure developed by Liu et al.162 was used to synthesize tris[N,N-

bis(trimethylsilyl)amido]antimony. The preparation is based on a metathesis reaction between 

antimony chloride and lithium bis(trimethylsilyl)amide. First, 760 mg SbCl3 (3.33 mmol) was 

dissolved in a mixture of dry ether (15 mL) and THF (3 mL) and was slowly added dropwise to a 

stirring solution of 1.7 g lithium bis(trimethylsilyl)amide (10 mmol) in ether (10 mL) at 0 °C under 

an inert N2 atmosphere. The solution became white in color and turbid during the addition, and 

was kept stirring at 0 °C for an additional hour. The resulting white solution was warmed to room 

temperature and kept overnight. Afterwards, the solution was filtered using a glass fritted funnel 



 

 

57 

 

and the solvents were removed under reduced pressure, resulting in a pale yellow colored 

Sb[(N(SiMe3)2]3 product. The product was recrystallized from a saturated hexane solution, 

resulting in the white solid product Sb[(N(SiMe3)2]3, yield ~ 80%. The purity of the product was 

determined via NMR; 1H NMR (25 °C, CDCl3, 400MHz) 0.29 (s); see the spectrum in Fig. 1. The 

reagent was stored in a -80 °C freezer in a sealed vial. 

 

3.2.3 Synthesis of tris[N,N-bis(trimethylsilyl)amido]bismuth, Bi[(N(SiMe3)2]3 

The procedure developed by Carmalt et al.196 was used to synthesize 

tris[bis(trimethylsilyl)amide]bismuth. The preparation is based on a metathesis reaction between 

bismuth chloride and lithium bis(trimethylsilyl)amide. First, 1.0 g BiCl3 (3.17 mmol) was added 

into a round bottom flask under a dry nitrogen atmosphere. Next, 20 mL of dry ether and 5 mL 

THF were added to the flask, which was maintained the temperature at 0°C. Next, 1.6 g lithium 

bis(trimethylsilyl)amide (9.51 mmol) dissolved in 15 mL of dry ether was added dropwise into the 

BiCl3 solution. The resulting mixture became yellow in color and turbid. It was kept stirring at 0 

°C for another hour and then slowly warmed to room temperature. Afterwards, the solution was 

filtered through a glass fritted funnel under an inert N2 atmosphere and the solvents were removed 

under reduced pressure. Finally, the product was recrystallized from a saturated toluene solution, 

resulting in a yellow solid Bi[N(SiMe3)2]3 product, yield ~ 90%. The purity of the product was 

determined via NMR; 1H NMR (25 °C, toluene-d8, 400MHz) 0.36 (s); see the spectrum in Fig. 1. 

The reagent was stored in glove box under inert atmosphere covered with aluminum foil. 
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Figure 1: 1H NMR spectra of Sb[(N(SiMe3)2]3 and Bi[N(SiMe3)2]3. Reprinted with permission 

from Ref. 213. Copyright 2017 The American Chemical Society. 

 

3.2.4 Synthesis of AgSbSe2 nanoparticles 

First, 10 mL of oleylamine was added into a three neck round-bottom flask and degassed 

under vacuum at 110 °C for 2 hours. In a 7 mL septa-covered vial labeled “A”, 5 mL of oleylamine 

and 1 mL of oleic acid were added and were subsequently degassed under vacuum. Next, 85 mg 

(0.5 mmol) of AgNO3 was added to this vial, which was kept stirring at 80 °C under an N2 

atmosphere until the solid dissolved completely. Next, the vial was cooled to 40 °C, and 300 mg 

(0.5 mmol) of Sb[(N(SiMe3)2]3 dissolved in 0.5 mL toluene was added while maintaining the 

nitrogen atmosphere. In a separate vial labeled “B”, 98 mg of selenium (1.25 mmol) was dissolved 

in a mixture of 0.5 mL oleylamine and 0.5 mL dodecanethiol. Afterward, the oleylamine in the 

three neck round bottomed flask was heated to 180°C. The solution in vial “A” was injected into 

the flask at 180 °C followed by an injection of the solution in vial “B”. This resulted in the 

formation of a dark brown coloration. The solution was maintained at 180 °C for 2-3 mins. 

Afterwards, the heating mantle was removed and the solution was allowed to cool to room 

temperature. The sample was stored under an inert N2 atmosphere in a glovebox. 
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3.2.5 Synthesis of AgSbSe2 nanoparticles in presence of a reducing agent 

First, 10 mL of oleylamine and 85 mg (0.5 mmol) of AgNO3 were added into a three-neck 

round bottom flask and degassed at 110 °C for 2 hours. At the same time, 300 mg (0.5 mmol) of 

Sb[(N(SiMe3)2]3 was dissolved in 0.5 mL toluene and 98 mg of selenium (1.25 mmol) was 

dissolved in a mixture of 0.5 mL oleylamine and 0.5 mL dodecanethiol. The oleylamine in three-

neck round bottom flask was cooled to 30°C and 0.9 mL of 1(M) lithium triethylborohydride (0.9 

mmol) and Sb[(N(SiMe3)2]3 solution in toluene was injected into the flask at 30 °C followed by an 

addition of the solution of selenium precursor. This resulted in the formation of a black colored 

suspension, which was then slowly heated to 180°C and maintained at 180 °C for another 10 mins. 

Afterwards, the heating mantle was removed and the solution was quickly allowed to cool to room 

temperature. The sample was stored under an inert atmosphere in a glovebox. A similar procedure 

was employed to synthesize AgBiSe2 NCs, however the poor size distribution of AgSbSe2 

nanoparticles obtained using this procedure caused us to abandon the use of reducing agents. 

 

3.2.6 Synthesis of AgBiSe2 nanoparticles  

First, 10 mL of oleylamine and 85 mg (0.5 mmol) of AgNO3 were added into a three-neck 

round bottom flask and degassed at 110 °C for 2 hours. At the same time, 345 mg (0.5 mmol) of 

Bi[(N(SiMe3)2]3 was dissolved in 0.5 mL toluene and 98 mg of selenium (1.25 mmol) was 

dissolved in a mixture of 0.5 mL oleylamine and 0.5 mL dodecanethiol. Afterward, the oleylamine 

in three-neck round bottomed flask was cooled to 30°C and the Bi[(N(SiMe3)2]3 solution was 

injected into the flask at 30 °C followed by the selenium precursor solution. This resulted in the 

formation of a black colored suspension. The solution was slowly heated to 200°C and maintained 
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at 200 °C for an additional 10 mins. Afterwards, the heating mantle was removed and the solution 

was allowed to cool to room temperature. The sample was stored under an inert N2 atmosphere in 

a glovebox. 

 

3.2.7 Surface ligand treatment and pellet formation 

The following procedure was applied to both AgSbSe2 and AgBiSe2 samples in an identical 

manner. First, 800 mg of a sample was precipitated with an ethanol / isopropanol mixture and 

centrifuged. Next, the material was dispersed into 10 mL chloroform to which 10 mL of 0.01 M 

sodamide (NaNH2) solution in ethanol was subsequently added. Afterwards, the sample was 

repeatedly washed with isopropanol and chloroform. Finally, a fine powder of nanocrystals was 

obtained after drying under vacuum. After ligand treatment, 500 mg of each fine powder were 

pressed into form a pellet under an applied pressure of 7.4 metric tons (~ 16000 lbs.). 

 

Figure 2: Step by step processing of QDs solution into nanopellets. Reprinted with permission 

from Ref. 213. Copyright 2017 The American Chemical Society. 
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3.2.8 Characterization 

For characterization, a small quantity of each sample was precipitated with ethanol and 

centrifuged to remove impurities. The precipitate was then redispersed in dry hexane and 

characterized by optical, X-ray photoelectron (XPS), and X-ray diffraction (XRD) spectroscopies. 

Absorption measurements were performed with a Perkin Elmer LAMBDA 1050 UV/Vis-NIR 

spectrophotometer. XPS analyses were performed on a Kratos Axis 165 using a monochromatic 

Al Kα source operating at 12 kV and 10 mA to produce an X-ray power of 120 W. Spectra were 

collected with a photoelectron takeoff angle of 90° from the sample surface plane, in energy steps 

of 0.1 eV, and a pass energy of 20 eV for all elements. All spectra were referenced to the C1s 

binding energy (284.8 eV). X-ray diffraction studies were performed on a D8 Advance ECO 

Bruker XRD diffractometer using monochromatized Cu Kα (λ= 1.54056 Å) radiation. 

Transmission electron microscopy (TEM) measurements were performed using a JEOL JEM-3010 

operating at 300 keV. A 300 mesh gold grid was used for TEM analysis. 1H NMR spectra were 

recorded using Bruker Avance DRX 400 NMR spectrometer. 

 

3.2.9 Electrical measurement 

Electrical measurement [current-voltage (I-V) characteristics] of the AgSbSe2 and AgBiSe2 

quantum dot pellets were measured using a Keithley 2400 source meter at room temperature. 

Copper wires were soldered using indium on various locations of AgSbSe2 and AgBiSe2 quantum 

dot pellets as electrode contacts for I-V measurements. Fig. 12 shows the two-terminal I-V 

characteristics of the AgSbSe2 and AgBiSe2 pellets. All the I-V measurements show linear 

behavior, from which the resistance values are extracted from a linear fit. The resistance values of 
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the AgSbSe2 sample shown in Fig. 12 are 74 Ω (red), 96 Ω (blue), 123 Ω (green) between contacts 

1 and 2, contacts 2 and 3, and contacts 1 and 3, respectively. The resistance values of the AgBiSe2 

sample shown in Fig. 12 are 23 kΩ (blue), 28 kΩ (red), 25 kΩ (green) between contacts 1 and 2, 

contacts 2 and 3, and contacts 1 and 3, respectively. The I-V curves of AgBiSe2 are slightly 

removed from the origin; however, this is within the precision of the source meter over the scan 

range employed for this sample. 

 

3.3 RESULTS AND DISCUSSION 

As part of my research into the development of pnictide quantum dot chemistry, I have 

developed two pnictide precursors, tris[N,N-bis(trimethylsilyl)amido]antimony, [(Me3Si)2N]3Sb 

and tris[N,N-bis(trimethylsilyl)amido]bismuth, [(Me3Si)2N]3Bi to synthesize crystalline AgSbSe2 

and AgBiSe2 nanoparticles. Discussed below are the results from each individual system, followed 

by electrical measurement data on monolithic pellets of the materials. 

 

3.3.1 Silver antimony selenide (AgSbSe2) 

AgSbSe2 is a narrow indirect bandgap (0.58 eV) semiconductor with intrinsic p-type 

conductivity. It is a promising candidate for thermoelectric applications due to its high Seebeck 

coefficient, low thermal conductivity and good stability.197-200 Furthermore, it is considered to be 

an excellent photovoltaic material due to its strong absorption.199-201  

The synthesis of AgSbSe2 NCs was studied via the hot injection method. To this end, two 

separate solutions of precursors were co-injected into oleylamine at 180°C. One contained the 



 

 

63 

 

antimony and AgNO3 reagents dissolved in an oleylamine and oleic acid mixture. This was done 

to enhance the crystallinity of the AgSbSe2 nanoparticle products under the rational that oleic acid 

stabilizes the hard Sb (+3) ions while oleylamine stabilizes the soft Ag (+1) ions. The sequence of 

addition of precursors during the preparation of the antimony and silver injection solution as 

detailed in the experimental section is important as the product does not have a pure crystallinity 

if the protocol is not followed exactly. The second solution that was co-injected contained selenium 

dissolved in oleylamine and dodecanethiol. 

AgNO3 + Sb[N(SiMe3)2]3 + Se (oleylamine / 1-dodecanethiol)  AgSbSe2 

A variety of characterization results are shown in Fig. 3, all of which demonstrate the 

synthesis of ~9 nm crystalline nanoparticles of AgSbSe2. XPS results shown in Fig. 4 confirm the 

stoichiometry of the products. The crystal phase of the nanoparticles is consistent with 

characteristic pattern of the cubic phase of AgSbSe2. The absorption spectrum in Fig. 4 is 

featureless; however, the absorption onset (~1300 nm) is greater than the bulk bandgap. This is 

potentially due to quantum confinement, which affords the possibility for manipulation of the 

properties of artificial solids that incorporate these materials. The most interesting discovery 

concerns the fact that no reducing agents were required to activate either Sb[(N(SiMe3)2]3 nor 

Bi[(N(SiMe3)2]3 as was necessary for the synthesis of arsenic nanomaterials in our earlier study. 

In fact, inclusion of a reducing agent resulted in a bivariate distribution of nanoparticle sizes as 

discussed later, see Fig. 5. 

There are important differences to note between the results of this study and previous 

demonstrations of AgSbSe2 materials synthesis. For example, the preparation of nanocrystalline 

silver antimony dichalcogenide using solid state conditions results in polydisperse samples.201 As 

such, colloidal methods are preferred, and indeed Lin et al. first demonstrated homogeneous 7-17 
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nm AgSbSe2 NCs via the rapid injection procedure using SbCl3 as the pnictide source.195 The use 

of Sb[(N(SiMe3)2]3 as presented in this report created a similar small size of NCs; however, our 

protocol requires ~1/10th the quantity of precursors. Furthermore, the use of SbCl3 results in an 

initial bimodal size distribution that grew into a monodisperse population over 30 min. In contrast, 

we observed a reasonably monodisperse AgSbSe2 NC population within 3 minutes of injection, 

which indicates homogeneous nucleation and growth. Consequently, there is considerable value 

in the use of Sb[N(SiMe3)2]3 vs the dichloride as a precursor for nanomaterials. 

 

 

Figure 3. (a) TEM image of AgSbSe2 nanoparticles. (b) X-ray diffraction pattern of AgSbSe2 NCs 

confirm their structure and crystallinity. (c) High resolution TEM image of crystalline AgSbSe2 

showing lattice fringes. (d) Size distribution of AgSbSe2 dots. Reprinted with permission from Ref. 

213. Copyright 2017 The American Chemical Society. 
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Figure 4. UV/Vis and X-ray photoelectron spectra of AgSbSe2 NCs. a) XPS survey spectra of 

AgSbSe2 quantum dots. b) UV/Vis spectra of AgSbSe2 quantum dots. Reprinted with permission 

from Ref. 213. Copyright 2017 The American Chemical Society. 

 

 

 

Figure 5. TEM micrographs of polydisperse AgSbSe2 nanocrystals prepared with the use of a 

reducing agent. Reprinted with permission from Ref. 213. Copyright 2017 The American Chemical 

Society. 
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Figure 6. TEM micrographs of AgSbSe2 nanocrystals. Reprinted with permission from Ref. 213. 

Copyright 2017 The American Chemical Society. 
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3.3.2 Silver bismuth selenide (AgBiSe2) 

AgBiSe2 is another interesting member of the I-V-VI2 semiconductor family that has 

excellent thermoelectric properties.202 At room temperature, it is p-type with a hexagonal phase, 

and can undergo a structural transition to cubic via a rhombohedral intermediate phase.203 Both the 

hexagonal and rhombohedral materials are narrow band gap (~ 0.6 eV) semiconductors, while the 

high temperature cubic phase behaves like a metal with a high electrical conductivity yet a low 

thermal conductivity.112, 203 At present, there is only one other example of the colloidal synthesis 

of silver bismuth selenide.202 This rapid injection process required long annealing times that 

yielded anisotropic nanoparticles, while our heat-up protocol using Bi[(N(SiMe3)2]3 generated 

more homogeneous and spherical nanocrystals within ~10 min.   

 AgNO3 + Bi[N(SiMe3)2]3 + Se (oleylamine / 1-dodecanethiol)  AgBiSe2 

We have synthesized AgBiSe2 NCs at 200°C using Bi[(N(SiMe3)2]3, AgNO3, and selenium 

in an oleylamine solution. In contrast to the antimonide system, the rapid injection of precursors 

resulted in materials with broad and unidentifiable XRD patterns. This prompted the use of a heat-

up procedure, which produces significantly cleaner results as shown in Fig. 7. The results are 

consistent with the synthesis of small, ~6 nm diameter crystalline dots, albeit the materials are less 

monodisperse compared to AgSbSe2 NCs; Fig. 7a, 7c, 9. The crystal phase of the nanoparticles 

was confirmed by powder XRD and is consistent with characteristic pattern of the complex 

hexagonal phase of AgBiSe2. XPS result also confirms the composition of AgBiSe2 nanoparticles 

although there exists a slight excess of selenium; see Fig. 8. As was observed in the antimonide 

materials, the absorption spectrum shown in Fig. 8 is featureless and has a higher energy onset (~ 

1200 nm) compared to the bandgap, which is indicative of quantum confinement effects. 
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Figure 7. (a) TEM image of AgBiSe2 nanoparticles. (b) X-ray diffraction pattern of AgBiSe2 

nanoparticles. (c) High resolution TEM image of crystalline AgBiSe2 showing lattice fringes. (d) 

Size distribution of AgBiSe2 dots. Reprinted with permission from Ref. 213. Copyright 2017 The 

American Chemical Society. 

 

 

Figure 8. UV/Vis and X-ray photoelectron spectra of AgBiSe2 NCs. a) XPS survey spectra of 

AgBiSe2 quantum dots. b) UV/Vis spectrum of AgBiSe2 quantum dots. Reprinted with permission 

from Ref. 213. Copyright 2017 The American Chemical Society. 
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Figure 9. TEM micrographs of various AgBiSe2 nanocrystals. Reprinted with permission from 

Ref. 213. Copyright 2017 The American Chemical Society. 
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3.3.3 Electrical measurements 

Room temperature current-voltage (I-V) behavior was measured to characterize the electrical 

conductivity of silver dimetal chalcogenide artificial solids. The materials were precipitated and 

processed by washing with a sodamide solution. FTIR spectroscopy confirm the removal of the 

original ligands as shown in Fig. 10. The resulting AgSbSe2 and AgSbSe2 nanoparticle powders 

were transformed into 13 mm × 0.9 mm thick pellets in a press. Copper wires were soldered to the 

surface using indium as electrode contacts as seen in Fig. 11 inset. Also shown are the room 

temperature two-terminal I-V plots of the AgSbSe2 and AgBiSe2 quantum dot monoliths.  

All the I-V measurements demonstrate linear resistive behavior, indicating Ohmic contact 

nature of the soldered electrodes. Three contact points were used to verify the proper resistance 

vs. electrode distance behavior as well as confirm good uniformity of the nanomaterials throughout 

the pellet, see Fig. 12. Overall, the conductivity is significantly smaller than bulk materials; 

furthermore, the bismuth NCs are much lower than the antimony materials despite their similar 

bulk transport properties.112 This is likely due to both the smaller size and higher polydispersity of 

the AgBiSe2 sample, as these factors increase the resistance in solid monoliths of semiconductor 

nanocrystals.204 The conductivity of the AgSbSe2 NCs using the method of Lin et al. was reported 

to be significantly higher than observed here,195 which may be due to the fact that we did not 

attempt to thermally anneal the NC pellets. As a result, a massive number of grain boundaries may 

have developed inside the pellet that ultimately increased the resistance of these pellets. 
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Figure 10. FT-IR spectra of oleic acid, oleylamine, 1-dodecanethiol, AgSbSe2, and AgBiSe2 

nanocrystals after surface treatment of the particles. Reprinted with permission from Ref. 213. 

Copyright 2017 The American Chemical Society. 

 

 

 

Figure 11. I-V measurement of AgBiSe2 and AgSbSe2 monolithic NC pellets (inset). Reprinted 

with permission from Ref. 213. Copyright 2017 The American Chemical Society. 
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Figure 12. Electrical (I-V) measurement of AgSbSe2 and AgBiSe2 NC monoliths. Reprinted with 

permission from Ref. 213. Copyright 2017 The American Chemical Society.  

 

3.4 CONCLUSION 

Silver dimetal chalcogenides (Ag-V-VI2) are ternary semiconductors that have potential 

alternative energy applications due to their optimal band gaps and large extinction coefficients. 

The syntheses of these materials are challenging due to the lack of effective pnictide precursors. 

In this chapter, tris[N,N-bis(trimethylsilyl)amido]antimony, [(Me3Si)2N]3Sb and tris[N,N-

bis(trimethylsilyl)amido]bismuth, [(Me3Si)2N]3Bi have been successfully applied to synthesize 

monodisperse, crystalline AgSbSe2 and AgBiSe2 nanoparticles. The rapid injection procedure was 

employed for AgSbSe2 nanoparticles, whereas heat-up process was followed to produce AgBiSe2 

nanocrystals. The most interesting discovery involves the fact that no reducing agents were 

required to activate either Sb[(N(SiMe3)2]3 nor Bi[(N(SiMe3)2]3. The primary goal of using 

reducing agent is to activate pnictide-N bond which was necessary for the synthesis of arsenic 

nanomaterials as discussed in chapter 2. For bismuth and antimony, inclusion of a reducing agent 

resulted in a bivariate distribution of nanoparticle sizes due to separate nucleation events. 
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However, the presence of Ag metal helps to activate pnictide-N bond here and it results in the 

synthesis of better materials with enhanced monodispersity and crystallinity.  

Furthermore, electrical measurements on monolithic pellets of processed AgSbSe2 and 

AgBiSe2 nanomaterials demonstrate linear current-voltage behavior at room temperature, 

indicating Ohmic contact formation which enhances utility for electronic device applications. 

These results reveal several paradigms concerning pnictide chemistry as it applies to the synthesis 

of nanomaterials. 
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4 Hydrophilic Phosphonic Acid Ligands to Water Solubilize Quantum Dots 

 

4.1 INTRODUCTION 

As discussed in chapter 1, colloidal semiconductor quantum dots are excellent candidates 

for numerous applications, primarily for fluorescence-based biological sensing and imaging due 

to their unique photophysical properties.9-10, 87, 104 Quantum dots are significantly resistant towards 

photobleaching compared to organic dyes, have tunable and narrow emission profiles, and are 

strongly absorptive at energies higher than their characteristic bandgaps.26-27, 74 However, the best 

method to synthesize bright quantum dots involve hydrophobic ligands that enables colloidal 

dissolution of QDs in nonpolar solvent.47 However, water solubility is a necessary property for 

biological experiments.61-62 Thus, quantum dots must be processed to render them from organic 

phase to the aqueous phase, which remains a challenging chemical modification still today. So far, 

researchers have employed two primary protocols for water solubilization of QDs: 1) 

encapsulation, and 2) ligand exchange. To our knowledge, amphiphilic carboxylic acid polymers 

are commonly used ligands in the encapsulation method.75, 78-80 This protocol creates stable QDs 

aqueous dispersions with minimal loss in quantum yield; however, the hydrodynamic diameter of 

encapsulated quantum dots is very large which makes them incompatible for biological 

applications. Researchers have observed the difficulty with cytocellular staining of living cells and 

nonspecific adsorption onto the cell walls of QDs.82 Also, there are no instances of renal excretion 

of such large quantum dots in animal studies.65 To avoid these problems, researchers developed 

the ligand exchange protocol, which functions via the removal of native hydrophobic ligands with 

hydrophilic ones for water solubilization of quantum dots. Thiol functionalized cysteine, 

dihydrolipoic acid (DHLA) or poly(ethylene glycol)-modified DHLA are ubiquitous in the ligand 
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exchange method.6, 65, 69 The ligand exchange protocol resolves many problems associated with 

encapsulation. For example, after processing, ligand-exchanged quantum dots are smaller and thus 

more biologically compatible. However, the ligand exchange process results in significant loss of 

quantum yield and reduced stability due to thiol oxidation which restricts its application in 

biological sensing.73  

Recently our group has demonstrated a method of ligand exchange by replacing the 

hydrophobic phosphonic acids on CdSe/ZnS QDs with thiol-functional ligands bound to Zn metal 

center.205 It imparts greater stability and minimal loss of quantum yield. Further research on this 

topic led our group to discover another simple way to water-solubilize QDs with a near monolayer 

of silane.74 The procedure is less time consuming compared to SiO2-encapsulating methods and 

yields highly stable, brighter water soluble quantum dots. However, there is so far no examples in 

literature where hydrophilic quantum dots are synthesized in one step that imparts comparable 

brightness and stability with QDs synthesized via high temperature rapid injection method. This 

is because long chain alkyl phosphonic acids are the best known ligands to synthesize high quality 

CdSe QDs in hydrophobic solvents due to favorable interaction of phosphonic acids with Cd (+2) 

on the surface. This interaction improves the monodispersity and passivates the surface defects of 

cadmium selenide quantum dots, which results in higher quality materials. Based on this paradigm, 

we designed a series of hydrophilic ligands with a phosphonic acid group at one end. A library of 

ligands is shown in scheme 1 that we have employed a variety of strategies to incorporate these 

ligands on top of CdSe quantum dots, including: 1) synthesis of QDs in polar solvents (DMF and 

water), 2) synthesis of QDs in hydrophobic solvents, and 3) ligand exchange via hydrophilic 

phosphonic acid ligands. However, none of these methods resulted in stable colloidal dispersions 

of QDs as discussed in the following sections.  
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Scheme 1. (a) Schematic diagram of hydrophilic phosphonic acid ligands. (b) A series of 

phosphonic acid ligands employed to water solubilize QDs. 

 

4.2  EXPERIMENTAL 

4.2.1 Materials 

All chemicals were used as received unless noted. Phosphorous tribromide (99%) was 

purchased from Alfa Aesar. Methoxy poly(ethylene glycol, Mn~350), methoxy poly(ethylene 

glycol, Mn~ 750) were bought from Fluka. N-(3-bromopropyl)phthalimide (98%) and N-(8-

bromooctyl)phthalimide (98%) were bought from Oakwood Chemicals. Technical grade 1-

octadecene (90%), bis-trimethylsilyl sulfide (purum, >98%), cadmium acetate dihydrate (98%), 

sodium borohydrate (99%), cadmium oxide (99.99%), pyridine (anhydrous, 99.8%), carbon 

tetrachloride (99%), triethylphosphite (98%), oleic acid (OA, 90%), bromotrimethylsilane (98%),  
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hydrazine monohydrate (98%), phthalimide potassium salt (98%), cadmium chloride (99%), 

sodium hydroxide (97%), and 3-phosphonopropionic acid (98%), propylene oxide (99%), 1,8-

dibromooctane (98%) were purchased from Sigma-Aldrich. Diethylzinc (95%) and trioctyl 

phosphine (99%) was purchased from Strem. Diethyl ether (purchased from VWR) was sparged 

with argon and dried using a Glass Contour Solvent System from Pure Process Technology, LLC. 

Phosphorous tribromide, bromotrimethylsilane, triethyl phosphite, diethylzinc, trioctyl phosphine, 

bis(trimethylsilyl) sulfide were stored and handled in an inert atmosphere glove box. Oleic acid 

was recrystallized according to the procedures in ref.58, while other chemicals were used without 

further purification. 

 

4.2.2 Synthesis of methoxy poly(ethylene glycol, Mn~350)-bromide, mPEG350-Br 

 

Scheme 2. Schematic diagram of the synthesis of mPEG350-bromide from mPEG350 

 

First, 0.4 mL of pyridine was slowly added to 2.00 g (5.7 mmol) of mPEG350 (1) in a round 

bottom flask at 0°C under a nitrogen atmosphere. Afterwards, 1.00 g of PBr3 (3.8 mmol) was added 

dropwise to this mixture which was stirred at room temperature for 16 hours. Next, 10 mL of 

distilled water was added and the mixture was extracted 3x with CCl4. The combined organic 

extracts were washed thoroughly with 10 mL of 10% NaCO3, 5% H2SO4, distilled water and was 

further dried over anhydrous Na2SO4. The solvent was removed via rotary evaporation. The crude 
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product was chromatographed on silica gel with CHCl3: MeOH (10:1) as the mobile phase. A 

colorless viscous oil (2) was obtained. Yield: 50%; 1H NMR (25°C, CDCl3, 400MHz): 3.36 (s, -

O-CH3), 3.62 (m, -(CH2CH2O))n-), 3.79 (t, CH3O-CH2CH2-).  

 

 

Figure 1. 1H NMR of methoxy poly(ethylene glycol, Mn~350)-bromide, mPEG350-Br. 

 

4.2.3 Synthesis of methoxy poly(ethylene glycol, Mn~750)-bromide, mPEG750-Br 

 

Scheme 3. Schematic diagram of the synthesis of mPEG750-bromide from mPEG750. 

 

mPEG750-bromide (5) was synthesized in a similar way as mPEG350-bromide. First, 0.4 

mL of pyridine was slowly added to 4.00 g (5.3 mmol) of mPEG750 (5) in a round bottom flask 
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at 0°C under a nitrogen atmosphere. Afterwards, 1.00 g of PBr3 (3.8 mmol) was added dropwise 

to this mixture and the resulting mixture were stirred at room temperature for next 16 hours. Next, 

20 mL of distilled water was added and the mixture was extracted 3x with CCl4. The combined 

organic extracts were rinsed successively with 20 mL of 10% NaCO3, 5% H2SO4 and distilled 

water. It was further dried over anhydrous Na2SO4 and the solvent was removed via rotary 

evaporation. The crude product was chromatographed on silica gel with a CHCl3: MeOH (15:1) 

mobile phase, resulting in a colorless, viscous oil. Yield: 40%; 1H NMR (25°C, CDCl3, 400MHz): 

3.28 (s, -O-CH3), 3.55 (m, -(CH2CH2O))m-). 

 

 

Figure 2. 1H NMR of methoxy poly(ethylene glycol, Mn~750)-bromide, mPEG750-Br. 
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4.2.4 Synthesis of methoxy poly(ethylene glycol, Mn~350,750 )-diethylphosphonate; 

mPEG(Mn~350,750)-PO(OEt)2  

 

Scheme 4. Schematic diagram of the synthesis of mPEG350,750-diethylphosphonate from 

mPEG350-bromide and mPEG750-bromide respectively 

 

Excess triethyl phosphite (1.7 mL, 9.3 mmol) was added to 1.00 g (2.32 mmol) of mPEG350-

bromide (2) in a round bottom flask. The mixture was refluxed at 156°C for 24 hours. Afterwards, 

the excess triethyl phosphite was removed via reduced pressure distillation and a viscous, colorless 

liquid remained. Yield: 80%; 31P: 26.97(s); 1H NMR (25°C, CDCl3, 400MHz):1.21(t, -

P(O)(OCH2CH3)), 3.26 (s, -O-CH3), 3.62 (m, -(CH2CH2O))n-), 3.99 (q, -P(O)(OCH2CH3)). 

Similar procedure was followed to synthesize mPEG750-diethylphosphonate. Yield: 70% 

and Fig. 4 refers to 1H NMR (400MHz) of mPEG750-diethylphosphonate. 1H NMR (25°C, CDCl3, 

400MHz):1.18 (t, -P(O)(OCH2CH3)), 3.23 (s, -O-CH3), 3.50 (m, -(CH2CH2O))m-), 3.96 (q, -

P(O)(OCH2CH3)); 
31P: 26.91(s); 
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Figure 3. 1H and 31P NMR of methoxy poly(ethylene glycol, Mn~350)-diethylphosphonate, 

mPEG350-PO(OEt)2 

 

 

Figure 4. 1H and 31P (box) of NMR of mPEG750-diethylphosphonate. 
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4.2.5 Synthesis of methoxy poly(ethylene glycol, Mn~350)-phosphonic acid, mPEG350-

PO(OH)2 

 

Scheme 5. Schematic diagram of the synthesis of mPEG350-phosphonic acid from mPEG350-

diethylphosphonate.  

 

First, 500 mg (1.0 mmol) of mPEG-350 diethyl phosphonate (3) was dissolved in 20 mL of 

dry dichloromethane and 628 mg (4.0 mmol) of trimethylsilyl bromide was slowly added to it 

under an inert atmosphere. The solution was kept stirring for another 2 hours at room temperature. 

Next, the solvent was removed under vacuum resulting in a brown oil. This oil was dissolved in 

20 mL of acetone and 0.5 mL of water and was kept stirring for half an hour to dissociate excess 

trimethylsilyl bromide. The solvent was removed under reduced pressure to leave a light yellow- 

colored oil. The oil was characterized via 1H and 31P NMR. However, more than one product 

results from this protocol which leads me to conclude that this procedure is unsuccessful 

concerning the synthesis of mPEG350-phosphonic acid. 31P NMR (CDCl3, 400MHz): multiple 

peaks between -28.98 and -27.94. 
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Figure 5. 31P NMR of the product (s) of the reaction between mPEG350-PO(OEt)2 and 

bromotrimethylsilane. 

 

4.2.6 Synthesis of 3-aminopropylphosphonic acid, H2N-(CH2)3-PO(OH)2 

 

Scheme 6. Schematic diagram of the synthesis of 3-aminopropylphosphonic acid from N-(3-

bromopropyl)phthalimide. 
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First, 3-aminopropylphosphonic acid was synthesized in three step reaction following the 

method of Schmidt et. al..206 An excess of triethyl phosphite (13 mL, 74 mmol) was added to 5.00 

g (19 mmol) of N-(3-bromopropyl)-phthalimide (8) in a round bottom flask and the mixture was 

refluxed at 156°C for 24 hours. Afterwards, excess triethyl phosphite was removed via reduced 

pressure distillation and 3-[(phthalimido)propyl]-diethylphosphonate ester (9) was obtained; 

(yield: 75%). Next, 3.5 g (11.9 mmol) of 3-[(phthalimido)propyl]-diethylphosphonate ester was 

dissolved in 50 mL of ethanol and 3 mL of 80% hydrazine hydrate aqueous solution was added 

dropwise. The reaction mixture was stirred for 72 hours. Afterwards, the solution was diluted with 

another 20 mL of ethanol and phthalhydrazide was removed via filtration. Finally, the solvent was 

removed under reduced pressure to yield a pale yellow colored viscous liquid of 3-aminopropyl-

diethylphosphonate (10); yield: 60%. In the last step, 1.00 g (5.12 mmol) of 3-aminopropyl-

diethylphosphonate was dissolved into 50 mL 6M HCl in a round bottom flask and was refluxed 

for 2 days. Afterwards, the solvent was removed using a rotary evaporator and the residue was 

washed 3x with ethanol: water (1:1) solution. The hydrochloride salt of 3-aminopropylphosphonic 

acid was dissolved in ethanol, and a white precipitation of 3-aminopropylphosphonic acid (11) 

was observed after the addition of 1.5 mL of propylene oxide. The precipitate was filtered and was 

washed with a water /ethanol solution; yield: 50%. The purity of the product was confirmed by 1H 

and 31P NMR. 1H NMR (25°C, D2O, 400MHz): 2.95(t, 2H), 1.77 (m, 2H), 1.54 (m, 2H); 31P: 

22.31(s). 
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Figure 6. 1H and 31P (box) of NMR of 3-aminopropylphosphonic acid. 

 

4.2.7 Synthesis of 8-aminooctylphosphonic acid, H2N-(CH2)8-Br 

 

Scheme 7. Schematic diagram of the synthesis of 3-aminooctylphosphonic acid  
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The QD ligand 8-aminopropylphosphonic acid (16) was synthesized following the same 

procedure as 3-aminopropylphosphonic acid (11). The purity of the product was confirmed via 1H 

and 31P NMR. 1H NMR (25°C, D2O, 400MHz): 1.06 (m, 2H), 1.22 (m, 8H), 1.38 (m, 2H), 1.74 

(m, 4H), 2.60 (t, 2H); 31P: 30.92(s). 

 

 

Figure 7. 1H and 31P (box) of NMR of 8-aminooctylphosphonic acid. 

 

4.2.8 Strategy 1: Direct synthesis of CdSe quantum dots in polar solvents 

we have used two different solvents, water and dimethylformamide (DMF) to synthesize 

CdSe QDs in the presence of hydrophilic phosphonic acid as QD ligands. 
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4.2.8.1 Direct synthesis of CdSe QDs in water  

First, 4.5 mg (0.12 mmol) of NaBH4 and 8 mg (0.1 mmol) of selenium were taken into a 

three neck round bottom flask attached with an addition funnel. The whole system was kept under 

an inert atmosphere at 0°C. Next, 5 mL of ethanol was added to this cold mixture. Initially, a 

vigorous foaming was observed in the first 5 mins which later subsided forming a clear solution 

of NaHSe. The whole apparatus was kept properly sealed and under nitrogen atmosphere, 

otherwise red coloration was observed due to the oxidation of NaHSe.  

In another 2 neck round bottom flask, 154 mg (1 mmol) of 3-phosphonopropionic acid was 

dissolved into 40 mL of slightly basic (pH~8) water. Then, 73 mg (0.4 mmol) of CdCl2 suspension 

in 2 mL of water was added to it dropwise with vigorous stirring. The total volume of the solution 

was 50 mL. This round bottom flask was connected with the flask containing NaHSe solution via 

rubber tubing (see scheme 8). Initially, the reaction flask was kept at 60°C for CdSe core synthesis. 

Under stirring, H2Se gas was generated by the reaction of the ethanolic solution of NaHSe 

upon the addition of 2 mL of 50 mM of H2SO4 acid. Afterwards, the gas was passed under the 

flow of nitrogen to reaction vessel containing Cd (+2) salt and ligand via the connected tubes. The 

temperature of the reaction vessel was increased slowly from 60 °C to 80 °C. However, a dark 

maroon colored solution formed and it was precipitated within 10 mins which indicates the 

formation of Se nanoparticles and no emission was observed. 
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Scheme 8. Schematic diagram of the direct synthesis of CdSe quantum dots in presence of 

phosphonic acid ligands in a polar medium. 

 

4.2.8.2 Direct synthesis of CdSe QDs in dimethylformamide  

I have used the same protocol to synthesize CdSe quantum dots in dimethylfomamide as 

solvent instead of water. In DMF, a pure solution of orange colored CdSe quantum dots formed 

that displayed a faint green emission. The experiment was repeated with 8-aminoctylphosphonic 

acid and 3-aminopropylphosphonic acid and the same result was observed.  
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4.2.9 Strategy 2: Synthesis of CdSe quantum dots in hydrophobic solvent 

Here, 128 mg (1 mmol) of cadmium oxide, 836 mg (4 mmol) of 8-aminoctylphosphonic acid, 

and 5.00 g of trioctylphosphine oxide were taken in a three neck round bottom flask attached with 

a thermocouple and a reflux condenser. The solution was degassed at 120°C for 2 hours and then 

it was heated to 300°C for 15 mins. Usually, at this temperature, the brown color of cadmium oxide 

vanishes, indicating the formation of cadmium phosphonate. Once the solution became clear, 1 

mL of TOPSe was injected immediately and it was kept at 300 °C for 15 minutes. Afterwards, it 

was cooled to room temperature. No indication of quantum dot formation was evident. Only a 

weak blue emission was observed. The similar procedure was followed for 3-

aminpropylphosphonic acid as ligand and same result was observed. 

 

 

Scheme 9. High temperature rapid injection synthesis of CdSe quantum dots in presence of 

phosphonic acid ligands. 
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I used a similar procedure with 1-octadecene as solvent in the presence of mPEG 

phosphonate ligands. The dark brown color of the solution became clear at 180°C and TOPSe was 

injected at 220°C. As in the previous example, no QDs were formed using this procdure. 

 

4.2.10 Strategy 3: Ligand exchange from hydrophobic to hydrophilic phosphonic acid 

ligands 

In this protocol, we have synthesized oleic acid coated CdSe/ZnS quantum dots and followed 

a ligand exchange protocol to replace oleic acid with different types of phosphonic acid ligands.  

 

4.2.10.1 Direct synthesis of cadmium oleate, Cd(Oleate)2  

First, 2.3 gm (8.25 mmol) of purified oleic acid, 500 mg (3 mmol) of cadmium oxide, and 

10 mL of 1-octadecene were loaded into a round bottom flask attached with a thermocouple and 

reflux condenser. The mixture was degassed at 100 °C for 1 hour and then it was heated to 180 °C 

for another 1.5-2 hours until the solution became clear. Afterwards, this solution was cooled to 

room temperature and saved as Cd(oleate)2 stock solution for further synthesis. 

 

4.2.10.2 Synthesis of oleic acid-coated CdSe/ZnS quantum dots  

First, 7 mL of Cd(oleate)2 stock solution, 1.5 g of oleic acid and 20 g of ODE were loaded 

into a three neck round bottom flask. The solution was degassed for 2 hours at 110 °C and then the 

solution was heated to 240 °C. At this elevated temperature, 0.7 mL of TOPSe was quickly injected 
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into the solution. The solution became orange almost immediately, indicating the formation of 

CdSe cores. The solution was cooled to room temperature. 

For shell formation, 15 mL ODE and 1.5 g of oleic acid were loaded into a 4-neck round 

bottom flask and was degassed at room temperature for 1 hour. In the meantime, 4 g of the CdSe 

quantum dot core solution was mixed with methanol, isopropanol, and hexane to initiate the 

precipitation of the dots. Then it was dissolved in 3 mL hexane and the QD solution was injected 

into 4-neck round bottom flask. Hexane was removed by degassing for 2 hours. After degassing, 

the temperature of the solution was increased to 160 °C and 45 mg of diethyl zinc and 120 mg of 

bis(trimethylsilyl)sulfide in 1 mL of ODE was added dropwise over 2 hours. It was kept at 160 °C 

for another half an hour. It was then cooled to room temperature. A red emission was observed, 

indicating the formation of core/shell CdSe/ZnS QDs. 

 

4.2.10.3 Ligand replacement from oleic acid to phosphonic acid in biphasic medium   

First, 0.3 g of CdSe/ZnS core-shell quantum dots were precipitated using 

ethanol/isopropanol/hexane solution. It was centrifuged and redispersed into 2 mL hexane. Next, 

300 mg of 3-phosphonopropionic acid was dissolved into methanol, which was added dropwise to 

the QD solution and was kept for stirring overnight. The quantum dots went into the polar layer 

immediately, but kept precipitating from the polar layer. The same result observed with both 8-

aminoctylphosphonic acid and 3-aminopropylphosphonic acid ligands and water in place of 

alcohol. 
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Scheme 10. Schematic diagram of ligand exchange protocol in biphasic medium. 

 

4.2.11 Characterization 

Absorption and emission measurements were performed with a Varian Cary 300 Bio UV/Vis 

and a customized Fluorolog (HORIBA Jobin Yvon) modular spectrofluo-rometer, respectively. 1H 

NMR and 13C NMR spectra were recorded at various temperatures using Bruker Avance DRX 400 

NMR spectrometer. 

 

4.3 RESULTS AND DISCUSSION 

As stated previously, water solubilization of QDs is a challenging issue as the majority of 

methods result in instable and quenched quantum dots. Our primary goal in this project is to 

synthesize a series of hydrophilic phosphonic acid ligands and apply them to solubilize CdSe QDs 

in water. According to the framework (scheme 1), we have selected following five compounds: 
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mPEG350-phosphonic acid, mPEG750-phosphonic acid, 3-aminopropylphosphonic acid, 8-amino 

propylphosphonic acid, and commercially available 3-phosphonopropionic acid. In case of mPEG-

phosphonic acids, the last step i.e. the synthesis of mPEG-phosphonic acid from mPEG-

phosphonate, was challenging. In presence of Me3SiBr, a mixture of phosphonic acids were 

obtained due to partial hydrolysis of the mPEG moiety. However, I could not find a suitable 

procedure to hydrolyze the phosphonate ester without mPEG- hydrolysis.  

After the synthesis of these ligands, the next step was to apply a procedure to water solubilize 

CdSe QDs. Here, we have followed three different strategies to incorporate phosphonic acid 

ligands on the surface of these quantum dots.  

 

4.3.1 Strategy 1: Direct synthesis 

In this strategy, we used H2Se (g) as a source of Se and CdCl2 as a Cd (+2) source. However, 

in presence of phosphonic acid ligands in water, we have observed a white precipitation of 

Cd(phosphonate)2 that did not dissolve in water even at an elevated temperature. After H2Se gas 

was passed through the solution, a wine red-colored precipitation of selenium nanoparticles was 

observed. To decrease the interaction between Cd (+2) and phosphonic acid, a less polar solvent, 

dimethylformamide was used instead of water. In DMF, orange colored CdSe quantum dots were 

formed and characterized using UV-Vis spectrophotometer. A small amount of this sample was 

precipitated to remove other byproducts and dissolved into aqueous medium. Within few minutes, 

precipitation of quantum dots was observed. Most likely the ligands are weakly bound on the 

surface of QDs or dimethylformamide itself is acting as ligand to stabilize CdSe QDs. Due to weak 
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interaction between DMF and QD surface, it becomes highly unstable once it went into water 

medium. 

 

 

Figure 8. UV/Vis spectra of CdSe quantum dots in DMF. 

 

4.3.2 Strategy 2: Synthesis in high boiling point solvent 

In this strategy, we attempted to apply mPEG350-diethylphosphonate and mPEG750-

diethylphosphonate ligands at higher temperature by synthesizing Cd(mPEG-phosphonate)2 via 

hydrolysis of the ester bond catalyzed by Cd (+2) at a high temperature. A change in color of the 

solution from dark brown to colorless at a high temperature demonstrated the formation 

Cd(mPEG-phosphonate)2. The same result was observed irrespective of the nature of ligands. In 

next step, we have used TOPSe as a source of selenium to generate CdSe quantum dot cores. 

However, no emission and change in color of solution was observed. To increase the reactivity of 

selenium precursor, we substituted TOPSe with Ph2PSe; still same observation was noted.  It is 

difficult to ascertain the reason behind these observations, yet we believe that, in presence of 
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hydrophilic phosphonic acids, a stable polymerized cluster of Cd-phosphonate forms that is highly 

inert towards successive transformation into quantum dots. 

 

4.3.3 Strategy 3: Ligand exchange 

Here, we have used a biphasic approach to replace the native oleic acid ligands with polar 

phosphonic acid ones. In this protocol, we added a methanolic solution of phosphonic acid to a 

hexane solution of oleic acid-coated CdSe/ZnS QDs. Immediately after the addition of phosphonic 

acids, QDs transferred from nonpolar phase to polar phase. However, the dots started to precipitate 

from methanolic medium immediately after the phase transfer. Initially, as the QDs transferred 

from nonpolar phase to polar phase, we believe that the native ligands were displaced from the 

surface. However, after phase transfer, the ligands from the QDs fall off and it leads to permanent 

precipitation of QDs. This observation can be explained via thermodynamics. In a polar medium, 

phosphonic acids are solvated in a lower free energy state compared to solvated while conjugated 

to the QD surface, see scheme 11.  Also, the transformation to freely solvated phosphonic acids to 

solvated phosphonic acid coated quantum dots is entropically favorable. Overall, basic 

thermodynamics restrict the solubilization of quantum dots into polar medium.  

 

4.4 CONCLUSION 

Water solubilization of quantum dots is a critical technique for many applications. This 

research represents an attempt to keep the stability and quality of QDs in an aqueous medium the 

same as that observed in a nonpolar medium. In this project, the idea was to mimic the interaction  
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Scheme 11. Solvation energy of polar phosphonic acid vs. phosphonic acid-coated QD 

 

between alkyl phosphonic acids with CdSe QDs in water via modification of hydrophobic alkyl 

phosphonic acids into polar species. However, the outcome was always unfavorable as QDs always 

precipitated from the polar medium. It is difficult to ascertain the reason behind these observations. 

However, this could be a result of either self-polymerization of polar phosphonic acids under 

appropriate condition, weak interaction between QD and ligands, or the fact that G of the free 

solvated state is lower.  
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5 Conclusion 

Colloidal semiconductor nanocrystals, or quantum dots, are excellent tools for numerous 

applications such as alternative energy generation and biological sensing. Our group is well known 

for the synthesis of high quality quantum dots and demonstrating applications for bioimaging and 

bio-sensing. My research explored Group-V (P, As, Sb, Bi) semiconductor chemistry. The 

synthesis of pnictide semiconductor nanostructures is challenging as well as dangerous. At present, 

there are few options for pnictide precursors and considering their physical characteristics, it is 

difficult to use them under simple laboratory conditions. The majority of my research was focused 

on developing safe and effective group-V precursors for the syntheses of a wide range of pnictide 

semiconductor nanoparticles. For one project, I successfully synthesized an effective arsenic 

precursor, bis-[N,N-trimethylsilyl)amido chloroarsenic, which has minimal air sensititvity and low 

vapor pressure, and is significantly safer to handle than gaseous hydrides or pyrophoric 

tris(trimethylsilyl)arsine. A variety of arsenide nanomaterials with different compositions and 

shapes have been synthesized with this precursor. The discovery of enargite (Cu3AsS4) nanorods 

was the most interesting. The mechanisms that result in the formation of the products were 

explored with DFT and NMR analyses. The understanding behind mechanistic studies help us to 

expand the horizons for use of this precursor to other systems.  

Considering the results with this arsenic precursor, we realized that other pnictide reagents 

incorporating the -N(TMS)2 ligand are highly stable, solid, easy to synthesize, and safe to handle. 

I followed up on these arsenic studies via exploring two other pnictide precursors, Sb[N(SiMe3)2]3 

and Bi[N(SiMe3)2]3, and their application to synthesize two silver based dichalcogenide 

nanomaterials, AgBiSe2 and AgSbSe2.  
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Future research on Group-V nanomaterial chemistry will likely explore phosphorous. 

Semiconductor phosphide nanomaterials are important class of materials due to their potential 

application in photovoltaics and bioimaging. However, the synthesis of safe and efficient 

phosphide precursors is as challenging as with other pnictides. The ubiquitous reagent, 

tris(trimethylsilyl)phosphine, [(Me3Si)3P] is highly flammable and extremely costly. During my 

research in Prof. Snee’s group, I have also worked on the syntheses of different types of efficient 

phosphorous precursors (Fig. 1), mostly tris(triphenyltin)phosphide.  Compound (1) and (2) were 

synthesized from white P4 directly to avoid the use of PCl3. As, the byproducts involved with PCl3 

production are acutely toxic, we followed Prof. Cummin’s work to develop “Green P 

Precursors”.207-211 Unfortunately, all of them were found unproductive towards the production of 

III-V nanomaterials. However, recent discoveries on the use of phosphorous alkyl amides reveals 

a new chapter to develop safer phosphide precursors for semiconductor nanomaterial synthesis.212 

 

 

Figure 1: Different types of phosphorous precursors 

 

Apart from Pnictide precursor syntheses, I was involved in developing a library of 

hydrophilic phosphonic acid ligands to solubilize CdSe quantum dots in water. I prepared a series 

of modified hydrophilic phosphonic acids with a polar tail and followed a variety of strategies to 

apply these ligands for water solubilizing quantum dots. However, their use was unproductive. It 
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is difficult to ascertain the reason behind this behavior, although I conjecture that the interaction 

between QDs and phosphonic acids is weak, the ligands underwent self-polymerization, or that 

unfavorable thermodynamics resulted in the precipitation of quantum dots from the polar media. 

However, all these reasons restrict the use of these ligands for water solubilization. 

 

 

 

 

 

 

 

 

 

 

 

 

 
 
 
 
 
 
 



 

 

100 

 

REFERENCES 
 
1. Dowling, A. P., Development of Nanotechnologies. Materials Today 2004, 7 (12), 30-35. 
2. 'Plenty of room' revisited. Nature Nanotechnology 2009, 4 (12), 781-781. 
3. Brus, L. E., A Simple Model for The Ionization Potential, Electron Affinity, and Aqueous Redox Potentials 
of Small Semiconductor Crystallites. Journal of Chemical Physics 1983, 79, 5566-5571. 
4. Ekimov, A. I.; Onushchenko, A. A., Size Quantization of the Electron Energy Spectrum in A Microscopic 
Semiconductor Crystal. JETP Letters 1984, 40, 1136-1139. 
5. Steckel, J. S.; Zimmer, J. P.; Coe-Sullivan, S.; Stott, N. E.; Bulović, V.; Bawendi, M. G., Blue Luminescence 
from (CdS)ZnS Core–Shell nanocrystals. Angewandte Chemie International Edition 2004, 43 (16), 2154-
2158. 
6. Goldman, E. R.; Medintz, I. L.; Whitley, J. L.; Hayhurst, A.; Clapp, A. R.; Uyeda, H. T.; Deschamps, J. R.; 
Lassman, M. E.; Mattoussi, H., A Hybrid Quantum Dot−Antibody Fragment Fluorescence Resonance 
Energy Transfer-Based TNT Sensor. Journal of the American Chemical Society 2005, 127 (18), 6744-6751. 
7. Kay, E. R.; Lee, J.; Nocera, D. G.; Bawendi, M. G., Conformational Control of Energy Transfer: A 
Mechanism for Biocompatible Nanocrystal-Based Sensors. Angewandte Chemie International Edition 
2013, 52 (4), 1165-1169. 
8. Willard, D. M.; Carillo, L. L.; Jung, J.; Van Orden, A., CdSe−ZnS Quantum Dots as Resonance Energy 
Transfer Donors in a Model Protein−Protein Binding Assay. Nano Letters 2001, 1 (9), 469-474. 
9. Medintz, I. L.; Clapp, A. R.; Mattoussi, H.; Goldman, E. R.; Fisher, B.; Mauro, J. M., Self-Assembled 
Nanoscale Biosensors Based on Quantum Dot FRET Donors. Nature Materials 2003, 2 (9), 630-638. 
10. Snee, P. T.; Somers, R. C.; Nair, G.; Zimmer, J. P.; Bawendi, M. G.; Nocera, D. G., A Ratiometric CdSe/ZnS 
Nanocrystal pH Sensor. Journal of the American Chemical Society 2006, 128 (41), 13320-13321. 
11. Shamirian, A.; Ghai, A.; Snee, P. T., QD-Based FRET Probes at a Glance. Sensors 2015, 15 (6), 13028-
13051. 
12. Patolsky, F.; Gill, R.; Weizmann, Y.; Mokari, T.; Banin, U.; Willner, I., Lighting-Up the Dynamics of 
Telomerization and DNA Replication by CdSe−ZnS Quantum Dots. Journal of the American Chemical 
Society 2003, 125 (46), 13918-13919. 
13. Zhang, C.-y.; Johnson, L. W., Quantum-Dot-Based Nanosensor for RRE IIB RNA−Rev Peptide Interaction 
Assay. Journal of the American Chemical Society 2006, 128 (16), 5324-5325. 
14. Huynh, W. U.; Dittmer, J. J.; Alivisatos, A. P., Hybrid Nanorod-Polymer Solar Cells. Science 2002, 295 
(5564), 2425-2427. 
15. Ip, A. H.; Thon, S. M.; Hoogland, S.; Voznyy, O.; Zhitomirsky, D.; Debnath, R.; Levina, L.; Rollny, L. R.; 
Carey, G. H.; Fischer, A.; Kemp, K. W.; Kramer, I. J.; Ning, Z.; Labelle, A. J.; Chou, K. W.; Amassian, A.; 
Sargent, E. H., Hybrid Passivated Colloidal Quantum Dot Solids. Nature Nanotechnology 2012, 7 (9), 577-
582. 
16. Kamat, P. V., Quantum Dot Solar Cells. Semiconductor Nanocrystals as Light Harvesters. Journal of 
Physical Chemistry C 2008, 112 (48), 18737-18753. 
17. Klimov, V. I., Spectral and Dynamical Properties of Multilexcitons in Semiconductor Nanocrystals. In 
Annual Review of Physical Chemistry, 2007,58, 635-673. 
18. Doose, S., Optical Amplification from Single Excitons in Colloidal Quantum Dots. Small 2007, 3 (11), 
1856-1858. 
19. Eisler, H. J.; Sundar, V. C.; Bawendi, M. G.; Walsh, M.; Smith, H. I.; Klimov, V., Color-selective 
Semiconductor Nanocrystal Laser. Applied Physics Letters 2002, 80 (24), 4614-4616. 
20. Klimov, V. I.; Mikhailovsky, A. A.; Xu, S.; Malko, A.; Hollingsworth, J. A.; Leatherdale, C. A.; Eisler, H. J.; 
Bawendi, M. G., Optical Gain and Stimulated Emission in Nanocrystal Quantum Dots. Science 2000, 290 
(5490), 314-317. 



 

 

101 

 

21. Zhang, Y.; Wang; Mascarenhas, A., “Quantum Coaxial Cables” for Solar Energy Harvesting. Nano 
Letters 2007, 7 (5), 1264-1269. 
22. Colvin, V. L.; Schlamp, M. C.; Alivisatos, A. P., Light-Emitting Diodes Made from Cadmium Selenide 
Nanocrystals and A Semiconducting Polymer. Nature 1994, 370 (6488), 354-357. 
23. Talapin, D. V.; Steckel, J., Quantum Dot Light-Emitting Devices. Mrs Bulletin 2013, 38 (9), 685-695. 
24. Tessler, N.; Medvedev, V.; Kazes, M.; Kan, S.; Banin, U., Efficient Near-Infrared Polymer Nanocrystal 
Light-Emitting Diodes. Science 2002, 295 (5559), 1506-1508. 
25. Wood, V.; Bulović, V., Colloidal Quantum Dot Light-Emitting Devices. Nano Reviews 2010, 1, 
10.3402/nano.v1i0.5202. 
26. Michalet, X.; Pinaud, F. F.; Bentolila, L. A.; Tsay, J. M.; Doose, S.; Li, J. J.; Sundaresan, G.; Wu, A. M.; 
Gambhir, S. S.; Weiss, S., Quantum Dots for Live Cells, In Vivo Imaging, and Diagnostics. Science 2005, 307 
(5709), 538-544. 
27. Gao, X. H.; Yang, L. L.; Petros, J. A.; Marshal, F. F.; Simons, J. W.; Nie, S. M., In Vivo Molecular and 
Cellular Imaging with Quantum Dots. Current Opinion in Biotechnology 2005, 16 (1), 63-72. 
28. Rossetti, R.; Nakahara, S.; Brus, L. E., Quantum Size Effects in the Redox Potentials, Resonance Raman-
Spectra, and Electronic-Spectra of CdS Crystallites in Aqueous-Solution. Journal of Chemical Physics 1983, 
79 (2), 1086-1088. 
29. Bawendi, M. G.; Carroll, P. J.; Wilson, W. L.; Brus, L. E., Luminescence Properties of CdSe Quantum 
Crystallites - Resonance between Interior and Surface Localized States. Journal of Chemical Physics 1992, 
96 (2), 946-954. 
30. Bawendi, M. G.; Wilson, W. L.; Rothberg, L.; Carroll, P. J.; Jedju, T. M.; Steigerwald, M. L.; Brus, L. E., 
Electronic-Structure and Photoexcited-Carrier Dynamics in Nanometer-Size Cdse Clusters. Physical Review 
Letters 1990, 65 (13), 1623-1626. 
31. Das, A.; Snee, P. T., Synthetic Developments of Nontoxic Quantum Dots. ChemPhysChem 2016, 17 (5), 
598-617. 
32. Brus, L. E., Electron Electron and Electron-Hole Interactions in Small Semiconductor Crystallites - the 
Size Dependence of the Lowest Excited Electronic State. Journal of Chemical Physics 1984, 80 (9), 4403-
4409. 
33. Efros, A. L.; Rosen, M., Quantum Size Level Structure of Narrow-Gap Semiconductor Nanocrystals: 
Effect of Band Coupling. Physical Review B 1998, 58 (11), 7120-7135. 
34. Sarkar, P.; Springborg, M.; Seifert, G., A Theoretical Study of the Structural and Electronic Properties 
of CdSe/CdS and CdS/CdSe Core/Shell Nanoparticles. Chemical Physics Letters 2005, 405, 103-107. 
35. Dabbousi, B. O.; RodriguezViejo, J.; Mikulec, F. V.; Heine, J. R.; Mattoussi, H.; Ober, R.; Jensen, K. F.; 
Bawendi, M. G., (CdSe)ZnS Core-Shell Quantum Dots: Synthesis and Characterization of a Size Series of 
Highly Luminescent Nanocrystallites. Journal of Physical Chemistry B 1997, 101 (46), 9463-9475. 
36. Hines, M. A.; Guyot-Sionnest, P., Synthesis and Characterization of Strongly Luminescing ZnS-Capped 
CdSe Nanocrystals. Journal of Physical Chemistry 1996, 100 (2), 468-471. 
37. Peng, X.; Schlamp, M. C.; Kadavanich, A. V.; Alivisatos, A. P., Epitaxial Growth of Highly Luminescent 
CdSe/CdS Core/Shell Nanocrystals with Photostability and Electronic Accessibility. Journal of the American 
Chemical Society 1997, 119 (30), 7019-7029. 
38. Cao, Y.-W.; Banin, U., Synthesis and Characterization of InAs/InP and InAs/CdSe Core/Shell 
Nanocrystals. Angewandte Chemie International Edition 1999, 38 (24), 3692-3694. 
39. Piryatinski, A.; Ivanov, S. A.; Tretiak, S.; Klimov, V. I., Effect of Quantum and Dielectric Confinement on 
the Exciton−Exciton Interaction Energy in Type II Core/Shell Semiconductor Nanocrystals. Nano Letters 
2007, 7 (1), 108-115. 
40. Kim, S.; Fisher, B.; Eisler, H. J.; Bawendi, M., Type-II Quantum Dots: CdTe/CdSe(Core/Shell) and 
CdSe/ZinTe(core/shell) Heterostructures. Journal of the American Chemical Society 2003, 125 (38), 11466-
11467. 



 

 

102 

 

41. Nemchinov, A.; Kirsanova, M.; Hewa-Kasakarage, N. N.; Zamkov, M., Synthesis and Characterization 
of Type II ZnSe/CdS Core/Shell Nanocrystals. The Journal of Physical Chemistry C 2008, 112 (25), 9301-
9307. 
42. Schreder, B.; Schmidt, T.; Ptatschek, V.; Winkler, U.; Materny, A.; Umbach, E.; Lerch, M.; Müller, G.; 
Kiefer, W.; Spanhel, L., CdTe/CdS Clusters with “Core−Shell” Structure in Colloids and Films:  The Path of 
Formation and Thermal Breakup. The Journal of Physical Chemistry B 2000, 104 (8), 1677-1685. 
43. Xie, R.; Zhong, X.; Basché, T., Synthesis, Characterization, and Spectroscopy of Type-II Core/Shell 
Semiconductor Nanocrystals with ZnTe Cores. Advanced Materials 2005, 17 (22), 2741-2745. 
44. Yang, Z.-C.; Wang, M.; Yong, A. M.; Wong, S. Y.; Zhang, X.-H.; Tan, H.; Chang, A. Y.; Li, X.; Wang, J., 
Intrinsically Fluorescent Carbon Dots with Tunable Emission Derived from Hydrothermal Treatment of 
Glucose in the Presence of Monopotassium Phosphate. Chemical Communications 2011, 47 (42), 11615-
11617. 
45. Zhang, Z.; Hao, J.; Zhang, J.; Zhang, B.; Tang, J., Protein as the Source for Synthesizing Fluorescent 
Carbon Dots by A One-Pot Hydrothermal Route. RSC Advances 2012, 2 (23), 8599-8601. 
46. Arul Dhas, N.; Raj, C. P.; Gedanken, A., Preparation of Luminescent Silicon Nanoparticles:  A Novel 
Sonochemical Approach. Chemistry of Materials 1998, 10 (11), 3278-3281. 
47. Murray, C. B.; Norris, D. J.; Bawendi, M. G., Synthesis and Characterization of Nearly Monodisperse 
CdE (E = Sulfur, Selenium, Tellurium) Temiconductor Nanocrystallites. Journal of the American Chemical 
Society 1993, 115 (19), 8706-8715. 
48. Castro, S. L.; Bailey, S. G.; Raffaelle, R. P.; Banger, K. K.; Hepp, A. F., Nanocrystalline Chalcopyrite 
Materials (CuInS2 and CuInSe2) via Low-Temperature Pyrolysis of Molecular Single-Source Precursors. 
Chemistry of Materials 2003, 15 (16), 3142-3147. 
49. Peng, H.; Travas-Sejdic, J., Simple Aqueous Solution Route to Luminescent Carbogenic Dots from 
Carbohydrates. Chemistry of Materials 2009, 21 (23), 5563-5565. 
50. Bhunia, S. K.; Saha, A.; Maity, A. R.; Ray, S. C.; Jana, N. R., Carbon Nanoparticle-Based Fluorescent 
Bioimaging Probes. Scientific Reports 2013, 3, 1473. 
51. Tian, L.; Ghosh, D.; Chen, W.; Pradhan, S.; Chang, X.; Chen, S., Nanosized Carbon Particles From Natural 
Gas Soot. Chemistry of Materials 2009, 21 (13), 2803-2809. 
52. Suda, Y.; Ono, T.; Akazawa, M.; Sakai, Y.; Tsujino, J.; Homma, N., Preparation of Carbon Nanoparticles 
by PlasmaAassisted Pulsed Laser Deposition Method—Size and Binding Energy Dependence on Ambient 
Gas Pressure and Plasma Condition. Thin Solid Films 2002, 415, 15-20. 
53. Canham, L. T., Silicon Quantum Wire Array Fabrication by Electrochemical and Chemical Dissolution 
of Wafers. Applied Physics Letters 1990, 57 (10), 1046-1048. 
54. Cullis, A. G.; Canham, L. T., Visible Light Emission Due to Quantum Size Effects in Highly Porous 
Crystalline Silicon. Nature 1991, 353 (6342), 335-338. 
55. De Mello Donegá, C.; Liljeroth, P.; Vanmaekelbergh, D., Physicochemical Evaluation of the Hot-
Injection Method, A Synthesis Route for Monodisperse Nanocrystals. Small 2005, 1 (12), 1152-1162. 
56. Snee, P. T.; Tyrakowski, C. M.; Page, L. E.; Isovic, A.; Jawaid, A. M., Quantifying Quantum Dots through 
Förster Resonant Energy Transfer. The Journal of Physical Chemistry C 2011, 115 (40), 19578-19582. 
57. Chen, X.; Lou, Y.; Samia, A. C.; Burda, C., Coherency Strain Effects on the Optical Response of Core/Shell 
Heteronanostructures. Nano Letters 2003, 3 (6), 799-803. 
58. Arudi, R. L.; Sutherland, M. W.; Bielski, B. H. J., Purification of Oleic Acid and Linoleic Acid. Journal of 
Lipid Research 1983, 24 (4), 485-488. 
59. Kosolapoff, G. M., Isomerization of Alkylphosphites. III. The Synthesis of n-Alkylphosphonic Acids. 
Journal of the American Chemical Society 1945, 67, 1180-1182. 
60. Wang, F.; Tang, R.; Buhro, W. E., The Trouble with TOPO; Identification of Adventitious Impurities 
Beneficial to the Growth of Cadmium Selenide Quantum Dots, Rods, and Wires. Nano Letters 2008, 8 (10), 
3521-3524. 



 

 

103 

 

61. Bruchez, M.; Moronne, M.; Gin, P.; Weiss, S.; Alivisatos, A. P., Semiconductor Nanocrystals As 
Fluorescent Biological Labels. Science 1998, 281 (5385), 2013-2016. 
62. Chan, W. C. W.; Nie, S. M., Quantum Dot Bioconjugates for Ultrasensitive Nonisotopic Detection. 
Science 1998, 281 (5385), 2016-2018. 
63. Fendler, J. H., Polymerized Surfactant Vesicles: Novel Membrane Mimetic Systems. Science 1984, 223 
(4639), 888-894. 
64. Bilan, R.; Fleury, F.; Nabiev, I.; Sukhanova, A., Quantum Dot Surface Chemistry and Functionalization 
for Cell Targeting and Imaging. Bioconjugate Chemistry 2015, 26 (4), 609-624. 
65. Liu, W.; Choi, H. S.; Zimmer, J. P.; Tanaka, E.; Frangioni, J. V.; Bawendi, M., Compact Cysteine-Coated 
CdSe(ZnCdS) Quantum Dots for In Vivo Applications. Journal of the American Chemical Society 2007, 129 
(47), 14530-14531. 
66. Breus, V. V.; Heyes, C. D.; Tron, K.; Nienhaus, G. U., Zwitterionic Biocompatible Quantum Dots for Wide 
pH Stability and Weak Nonspecific Binding to Cells. ACS Nano 2009, 3 (9), 2573-2580. 
67. Liu, X.; Zhu, H.; Jin, Q.; Zhou, W.; Colvin, V. L.; Ji, J., Small and Stable Phosphorylcholine Zwitterionic 
Quantum Dots for Weak Nonspecific Phagocytosis and Effective Tat Peptide Functionalization. Advanced 
Healthcare Materials 2013, 2 (2), 352-360. 
68. Susumu, K.; Oh, E.; Delehanty, J. B.; Blanco-Canosa, J. B.; Johnson, B. J.; Jain, V.; Hervey, W. J.; Algar, 
W. R.; Boeneman, K.; Dawson, P. E.; Medintz, I. L., Multifunctional Compact Zwitterionic Ligands for 
Preparing Robust Biocompatible Semiconductor Quantum Dots and Gold Nanoparticles. Journal of the 
American Chemical Society 2011, 133 (24), 9480-9496. 
69. Mattoussi, H.; Mauro, J. M.; Goldman, E. R.; Anderson, G. P.; Sundar, V. C.; Mikulec, F. V.; Bawendi, M. 
G., Self-Assembly of CdSe-ZnS Quantum Dot Bioconjugates Using An Engineered Recombinant Protein. 
Journal of the American Chemical Society 2000, 122 (49), 12142-12150. 
70. Uyeda, H. T.; Medintz, I. L.; Jaiswal, J. K.; Simon, S. M.; Mattoussi, H., Synthesis of Compact 
Multidentate Ligands to Prepare Stable Hydrophilic Quantum Dot Fluorophores. Journal of the American 
Chemical Society 2005, 127 (11), 3870-3878. 
71. Susumu, K.; Mei, B. C.; Mattoussi, H., Multifunctional Ligands Based on Dihydrolipoic Acid and 
Polyethylene Glycol to Promote Biocompatibility of Quantum Dots. Nature Protocols 2009, 4 (3), 424-436. 
72. Dubertret, B.; Skourides, P.; Norris, D. J.; Noireaux, V.; Brivanlou, A. H.; Libchaber, A., In Vivo Imaging 
of Quantum Dots Encapsulated in Phospholipid Micelles. Science 2002, 298 (5599), 1759-1762. 
73. Aldana, J.; Wang, Y. A.; Peng, X. G., Photochemical Instability of CdSe Nanocrystals Coated by 
Hydrophilic Thiols. Journal of the American Chemical Society 2001, 123 (36), 8844-8850. 
74. Zhang, X.; Shamirian, A.; Jawaid, A. M.; Tyrakowski, C. M.; Page, L. E.; Das, A.; Chen, O.; Isovic, A.; 
Hassan, A.; Snee, P. T., Monolayer Silane-Coated, Water-Soluble Quantum Dots. Small 2015, 11 (45), 6091-
6096. 
75. Chen, Y.; Thakar, R.; Snee, P. T., Imparting Nanoparticle Function with Size-Controlled Amphiphilic 
Polymers. Journal of the American Chemical Society 2008, 130 (12), 3744-3745. 
76. Rossetti, R.; Brus, L., Electron-Hole Recombination Emission as A Probe of Surface Chemistry in 
Aqueous Cadmium Sulfide Colloids. The Journal of Physical Chemistry 1982, 86 (23), 4470-4472. 
77. Betanzos, C. M.; Gonzalez-Moa, M.; Johnston, S. A.; Svarovsky, S. A., Facile Labeling of Lipoglycans 
with Quantum Dots. Biochemical and Biophysical Research Communications 2009, 380 (1), 1-4. 
78. Pellegrino, T.; Manna, L.; Kudera, S.; Liedl, T.; Koktysh, D.; Rogach, A. L.; Keller, S.; Radler, J.; Natile, G.; 
Parak, W. J., Hydrophobic Nanocrystals Coated with An Amphiphilic Polymer Shell: A General Route to 
Water Soluble Nanocrystals. Nano Letters 2004, 4 (4), 703-707. 
79. Wu, X.; Liu, H.; Liu, J.; Haley, K. N.; Treadway, J. A.; Larson, J. P.; Ge, N.; Peale, F.; Bruchez, M. P., 
Immunofluorescent Labeling of Cancer Marker Her2 and Other Cellular Targets with Semiconductor 
Quantum Dots. Nature Biotechnology 2003, 21 (1), 41-46. 



 

 

104 

 

80. Yu, W. W.; Chang, E.; Falkner, J. C.; Zhang, J.; Al-Somali, A. M.; Sayes, C. M.; Johns, J.; Drezek, R.; Colvin, 
V. L., Forming Biocompatible and Nonaggregated Nanocrystals in Water Using Amhiphilic Polymers. 
Journal of the American Chemical Society 2007, 129 (10), 2871-2879. 
81. Smith, A. M.; Duan, H.; Rhyner, M. N.; Ruan, G.; Nie, S., A Systematic Examination of Surface Coatings 
on the Optical and Chemical Properties of Semiconductor Quantum Dots. Physical Chemistry Chemical 
Physics 2006, 8 (33), 3895-3903. 
82. Delehanty, J. B.; Bradburne, C. E.; Boeneman, K.; Susumu, K.; Farrell, D.; Mei, B. C.; Blanco-Canosa, J. 
B.; Dawson, G.; Dawson, P. E.; Mattoussi, H.; Medintz, I. L., Delivering Quantum Dot-Peptide Bioconjugates 
to The Cellular Cytosol: Escaping from the Endolysosomal System. Integrative Biology 2010, 2 (5-6), 265-
277. 
83. Sapsford, K. E.; Algar, W. R.; Berti, L.; Gemmill, K. B.; Casey, B. J.; Oh, E.; Stewart, M. H.; Medintz, I. L., 
Functionalizing Nanoparticles with Biological Molecules: Developing Chemistries That Facilitate 
Nanotechnology. Chemical Reviews (Washington, DC, United States) 2013, 113 (3), 1904-2074. 
84. Sheehan, J. C.; Cruickshank, P. A.; Boshart, G., A Convenient Synthesis of Water- Soluble Carbodiimides. 
Jornal of Organic Chemistry 1961, 26, 2525-2528. 
85. Shen, H. Y.; Jawaid, A. M.; Snee, P. T., Poly(ethylene glycol) Carbodiimide Coupling Reagents for the 
Biological and Chemical Functionalization of Water-Soluble Nanoparticles. ACS Nano 2009, 3 (4), 915-923. 
86. Zhang, X.; Mohandessi, S.; Miller, L. W.; Snee, P. T., Efficient Functionalization of Aqueous CdSe/ZnS 
Nanocrystals Using Small-Molecule Chemical Activators. Chemical Communications 2011, 47, 7773-7775. 
87. Tyrakowski, C. M.; Snee, P. T., A Primer on the Synthesis, Water-Solubilization, and Functionalization 
of Quantum Dots, Their Use as Biological Sensing Agents, and Present Status. Physical Chemistry Chemical 
Physics 2014, 16 (3), 837-855. 
88. Bücking, W.; Massadeh, S.; Merkulov, A.; Xu, S.; Nann, T., Electrophoretic Properties of BSA-Coated 
Quantum Dots. Analytical and Bioanalytical Chemistry 2010, 396, 1087-1094. 
89. Hanaki, K.; Momo, A.; Oku, T.; Komoto, A.; Maenosono, S.; Yamaguchi, Y.; Yamamoto, K., 
Semiconductor Quantum Dot/Albumin Complex is A Long-Life and Highly Photostable Endosome Marker. 
Biochemical and Biophysical Research Communications 2003, 302 (3), 496-501. 
90. Vannoy, C. H.; Leblanc, R. M., Effects of DHLA-Capped CdSe/ZnS Quantum Dots on the Fibrillation of 
Human Serum Albumin. Journal of Physical Chemistry B 2010, 114 (33), 10881-10888. 
91. Fruk, L.; Rajendran, V.; Spengler, M.; Niemeyer, C. M., Light-Induced Triggering of Peroxidase Activity 
Using Quantum Dots. ChemBioChem 2007, 8 (18), 2195-2198. 
92. Halpert, J. E.; Tischler, J. R.; Nair, G.; Walker, B. J.; Liu, W.; Bulovic, V.; Bawendi, M. G., Electrostatic 
Formation of Quantum Dot/J-aggregate FRET Pairs in Solution. Journal of Physical Chemistry C 2009, 113 
(23), 9986-9992. 
93. Koh, W. K.; Bartnik, A. C.; Wise, F. W.; Murray, C. B., Synthesis of Monodisperse PbSe Nanorods: A 
Case for Oriented Attachment. Journal of the American Chemical Society 2010, 132 (11), 3909-3913. 
94. Wise, F. W., Lead salt quantum dots: The limit of strong quantum confinement. Accounts of Chemical 
Research 2000, 33 (11), 773-780. 
95. Jawaid, A. M.; Asunskis, D.; Snee, P. T., Shape Controlled Colloidal Synthesis of Rock-Salt Lead Selenide 
Nanocrystals. ACS Nano 2011, 5(8), 6465-6471.  
96. Peng, X. G.; Manna, L.; Yang, W. D.; Wickham, J.; Scher, E.; Kadavanich, A.; Alivisatos, A. P., Shape 
Control of CdSe Nanocrystals. Nature 2000, 404 (6773), 59-61. 
97. Xie, R.; Battaglia, D.; Peng, X., Colloidal InP Nanocrystals As Efficient Emitters Covering Blue to Near-
Infrared. Journal of the American Chemical Society 2007, 129 (50), 15432-15433. 
98. Xie, R.; Peng, X., Synthetic Scheme for High-Quality InAs NanocrystalsBbased on Self-Focusing and 
One-Pot Synthesis of InAs-Based Core-Shell Nanocrystals. Angewandte Chemie-International Edition 2008, 
47 (40), 7677-7680. 



 

 

105 

 

99. Dong, A.; Yu, H.; Wang, F.; Buhro, W. E., Colloidal GaAs Quantum Wires: Solution−Liquid−Solid 
Synthesis and Quantum-Confinement Studies. Journal of the American Chemical Society 2008, 130 (18), 
5954-5961. 
100. Wang, F.; Yu, H.; Jeong, S.; Pietryga, J. M.; Hollingsworth, J. A.; Gibbons, P. C.; Buhro, W. E., The Scaling 
of the Effective Band Gaps in Indium−Arsenide Quantum Dots and Wires. ACS Nano 2008, 2 (9), 1903-
1913. 
101. Robel, I.; Subramanian, V.; Kuno, M.; Kamat, P. V., Quantum Dot Solar Cells. Harvesting Light Energy 
with CdSe nanocrystals Molecularly Linked to Mesoscopic TiO2 Films. Journal of the American Chemical 
Society 2006, 128 (7), 2385-2393. 

102. Steckel, J. S.; Coe-Sullivan, S.; Bulovic, V.; Bawendi, M. G., 1.3 m to 1.55 m Tunable 
Electroluminescence from PbSe Quantum Dots Embedded within An Organic Device. Advanced Materials 
2003, 15 (21), 1862-1866. 
103. Steckel, J. S.; Snee, P.; Coe-Sullivan, S.; Zimmer, J. P.; Halpert, J. E.; Anikeeva, P.; Kim, L.-A.; Bulovic, 
V.; Bawendi, M. G., Color-Saturated Green-Emitting QD-LEDs. Angewandte Chemie International Edition 
2006, 45 (35), 5796-5799. 
104. Shamirian, A.; Samareh Afsari, H.; Wu, D.; Miller, L. W.; Snee, P. T., Ratiometric QD-FRET Sensing of 
Aqueous H2S In Vitro. Analytical Chemistry 2016, 88 (11), 6050-6056. 
105. Murray, C. B.; Sun, S.; Gaschler, W.; Doyle, W.; Betley, T.; Kagan, C. R., Colloidal Synthesis of 
Nanocrystals and Nanocrystal Superlattices. Ibm Journal of Research and Development 2001, 45, 47. 
106. Fisher, B. R.; Eisler, H. J.; Stott, N. E.; Bawendi, M. G., Emission Intensity Dependence and Single-
Exponential Behavior in Single Colloidal Quantum Dot Fluorescence Lifetimes. Journal of Physical 
Chemistry B 2004, 108 (1), 143-148. 
107. Peng, Z. A.; Peng, X. G., Formation of High-Quality CdTe, CdSe, and CdS Nanocrystals Using CdO As 
Precursor. Journal of the American Chemical Society 2001, 123 (1), 183-184. 
108. Supran, G. J.; Shirasaki, Y.; Song, K. W.; Caruge, J.-M.; Kazlas, P. T.; Coe-Sullivan, S.; Andrew, T. L.; 
Bawendi, M. G.; Bulovic, V., QLEDs for Displays and Solid-State Lighting. Mrs Bulletin 2013, 38 (9), 703-
711. 
109. Miller, O. D.; Yablonovitch, E.; Kurtz, S. R., Strong Internal and External Luminescence as Solar Cells 
Approach the Shockley 2013;Queisser Limit. IEEE Journal of Photovoltaics 2012, 2 (3), 303-311. 
110. Sharon, M.; Tamizhmani, G., Transition Metal Phosphide Semiconductors for Their Possible Use in 
Photoelectrochemical Cells and Solar Chargeable Battery. Journal of Materials Science 1986, 21 (6), 2193-
2201. 
111. Trindade, T.; O'Brien, P.; Pickett, N. L., Nanocrystalline Semiconductors:  Synthesis, Properties, and 
Perspectives. Chemistry of Materials 2001, 13 (11), 3843-3858. 
112. Guin, S. N.; Srihari, V.; Biswas, K., Promising Thermoelectric Performance in n-Type AgBiSe2: Effect of 
Aliovalent Anion Doping. Journal of Materials Chemistry A 2015, 3 (2), 648-655. 
113. Cai, S.; Liu, Z.; Sun, J.; Li, R.; Fei, W.; Sui, J., Enhancement of Thermoelectric Properties by Na Doping 
in Te-Free p-Type AgSbSe2. Dalton Transactions 2015, 44 (3), 1046-1051. 
114. Xiangxing, X.; Wei, W.; Xiaoming, Q.; Kehan, Y.; Rongbiao, Y.; Sanming, S.; Guoqing, X.; Wei, H.; Bo, 
P., Synthesis of InAs Nanowires via A Low-Temperature Solvothermal Route. Nanotechnology 2006, 17 
(14), 3416. 
115. Allen, P. M.; Liu, W.; Chauhan, V. P.; Lee, J.; Ting, A. Y.; Fukumura, D.; Jain, R. K.; Bawendi, M. G., 
InAs(ZnCdS) Quantum Dots Optimized for Biological Imaging in the Near-Infrared. Journal of the American 
Chemical Society 2010, 132 (2), 470-471. 
116. Yong, K.-T.; Ding, H.; Roy, I.; Law, W.-C.; Bergey, E. J.; Maitra, A.; Prasad, P. N., Imaging Pancreatic 
Cancer Using Bioconjugated InP Quantum Dots. ACS Nano 2009, 3 (3), 502-510. 



 

 

106 

 

117. Zimmer, J. P.; Kim, S. W.; Ohnishi, S.; Tanaka, E.; Frangioni, J. V.; Bawendi, M. G., Size Series of Small 
Indium Arsenide-Zinc Selenide Core-Shell Nanocrystals and Their Application to In Vivo Imaging. Journal 
of the American Chemical Society 2006, 128 (8), 2526-2527. 
118. Brock, S. L.; Senevirathne, K., Recent Developments in Synthetic Approaches to Transition Metal 
Phosphide Nanoparticles for Magnetic and Catalytic Applications. Journal of Solid State Chemistry 2008, 
181 (7), 1552-1559. 
119. Cabana, J.; Monconduit, L.; Larcher, D.; Palacín, M. R., Beyond Intercalation-Based Li-Ion Batteries: 
The State of the Art and Challenges of Electrode Materials Reacting Through Conversion Reactions. 
Advanced Materials 2010, 22 (35), E170-E192. 
120. Morelli, D. T.; Jovovic, V.; Heremans, J. P., Intrinsically Minimal Thermal Conductivity in Cubic 
Semiconductors. Physical Review Letters 2008, 101 (3), 035901. 
121. Heath, J. R.; Shiang, J. J., Covalency in Semiconductor Quantum Dots. Chemical Society Reviews 1998, 
27 (1), 65-71. 
122. Allen, P. M.; Walker, B. J.; Bawendi, M. G., Mechanistic Insights into the Formation of InP Quantum 
Dots. Angewandte Chemie (International ed. in English) 2010, 49 (4), 760-762. 
123. Park, J. P.; Lee, J.-J.; Kim, S.-W., Highly Luminescent InP/GaP/ZnS QDs Emitting in the Entire Color 
Range via A Heating Up Process. Scientific Reports 2016, 6, 30094. 
124. Perera, S. C.; Tsoi, G.; Wenger, L. E.; Brock, S. L., Synthesis of MnP Nanocrystals by Treatment of Metal 
Carbonyl Complexes with Phosphines:  A New, Versatile Route to Nanoscale Transition Metal Phosphides. 
Journal of the American Chemical Society 2003, 125 (46), 13960-13961. 
125. Silicon quantum Wire Array Fabrication by Electrochemical and Chemical Dissolution of Wafers. 
Applied Physics Letters 1990, 57 (10), 1046-1048. 
126. Wang, R.; Ratcliffe, C. I.; Wu, X.; Voznyy, O.; Tao, Y.; Yu, K., Magic-Sized Cd3P2 II−V Nanoparticles 
Exhibiting Bandgap Photoemission. The Journal of Physical Chemistry C 2009, 113 (42), 17979-17982. 
127. Wells, R. L.; Aubuchon, S. R.; Kher, S. S.; Lube, M. S.; White, P. S., Synthesis of Nanocrystalline Indium 
Arsenide and Indium Phosphide from Indium(III) Halides and Tris(trimethylsilyl)pnicogens. Synthesis, 
Characterization, and Decomposition Behavior of I3InP(SiMe3)3. Chemistry of Materials 1995, 7 (4), 793-
800. 
128. Evans, C. M.; Castro, S. L.; Worman, J. J.; Raffaelle, R. P., Synthesis and Use of 
Tris(trimethylsilyl)antimony for The Preparation of InSb Quantum Dots. Chemistry of Materials 2008, 20 
(18), 5727-5730. 
129. Foos, E.; Wells, R.; Rheingold, A., Preparation of Nanocrystalline Indium Antimonide Through β-
Hydride Elimination from New Indium-Antimony Single-Source Precursors. Journal of Cluster Science 
1999, 10 (1), 121-131. 
130. Song, L.; Zhang, S., A versatile Route to Synthesizing Bulk and Supported Nickel Phosphides by 
Thermal Treatment of a Mechanical Mixing of Nickel Chloride and Sodium Hypophosphite. Powder 
Technology 2011, 208 (3), 713-716. 
131. Zhang, J.; Zhang, D., Photoluminescence and Growth Kinetics of High-Quality Indium Arsenide and 
InAs-Based Core/Shell Colloidal Nanocrystals Synthesized Using Arsine (AsH3) Generated via Zinc Arsenide 
as the Arsenic Source. Chemistry of Materials 2010, 22 (4), 1579-1584. 
132. Talapin, D. V.; Rogach, A. L.; Shevchenko, E. V.; Kornowski, A.; Haase, M.; Weller, H., Dynamic 
Distribution of Growth Rates within the Ensembles of Colloidal II−VI and III−V Semiconductor Nanocrystals 
as a Factor Governing Their Photoluminescence Efficiency. Journal of the American Chemical Society 2002, 
124 (20), 5782-5790. 
133. Battaglia, D.; Peng, X., Formation of High Quality InP and InAs Nanocrystals in A Noncoordinating 
Solvent. Nano Letters 2002, 2 (9), 1027-1030. 
134. Maurice, A.; Haro, M. L.; Hyot, B.; Reiss, P., Synthesis of Colloidal Indium Antimonide Nanocrystals 
Using Stibine. Particle & Particle Systems Characterization 2013, 30 (10), 828-831. 



 

 

107 

 

135. Stringfellow, G., Organometallic Vapor-Phase Epitaxy. Academic Press: San Diego, 1989. 
136. Stuczynski, S. M.; Opila, R. L.; Marsh, P.; Brennan, J. G.; Steigerwald, M. L., Formation of Indium 
Phosphide from In(CH3)3 and P(Si(CH3)3)3. Chemistry of Materials 1991, 3 (3), 379-381. 
137. Oberdorster, G.; Oberdorster, E.; Oberdorster, J., Nanotoxicology: An Emerging Discipline Evolving 
from Studies of Ultrafine Particles. Environmental Health Perspectives 2005, 113 (7), 823-839. 
138. Liu, J.; Hu, R.; Liu, J.; Zhang, B.; Wang, Y.; Liu, X.; Law, W.-C.; Liu, L.; Ye, L.; Yong, K.-T., Cytotoxicity 
Assessment of Functionalized CdSe, CdTe and InP Quantum Dots in Two Human Cancer Cell Models. 
Materials Science & Engineering C-Materials for Biological Applications 2015, 57, 222-231. 
139. Das, A.; Shamirian, A.; Snee, P. T., Arsenic Silylamide: An Effective Precursor for Arsenide 
Semiconductor Nanocrystal Synthesis. Chemistry of Materials 2016, 28 (11), 4058-4064. 
140. Kim, B. Y. S.; Jiang, W.; Oreopoulos, J.; Yip, C. M.; Rutka, J. T.; Chan, W. C. W., Biodegradable Quantum 
Dot Nanocomposites Enable Live Cell Labeling and Imaging of Cytoplasmic Targets. Nano Letters 2008, 8 
(11), 3887-3892. 
141. Kim, S.; Lim, Y. T.; Soltesz, E. G.; De Grand, A. M.; Lee, J.; Nakayama, A.; Parker, J. A.; Mihaljevic, T.; 
Laurence, R. G.; Dor, D. M.; Cohn, L. H.; Bawendi, M. G.; Frangioni, J. V., Near-Infrared Fluorescent Type II 
Quantum Dots for Sentinel Lymph Node Mapping. Nature Biotechnology 2004, 22 (1), 93-97. 
142. Somers, R. C.; Bawendi, M. G.; Nocera, D. G., CdSe Nanocrystal Based Chem-/Bio- Sensors. Chemical 
Society Reviews 2007, 36 (4), 579-591. 
143. Chuang, C.-H. M.; Brown, P. R.; Bulović, V.; Bawendi, M. G., Improved Performance and Stability in 
Quantum Dot Solar Cells through Band Alignment Engineering. Nature Materials 2014, 13 (8), 796-801. 
144. Gur, I.; Fromer, N. A.; Geier, M. L.; Alivisatos, A. P., Air-Stable All-Inorganic Nanocrystal Solar Cells 
Processed from Solution. Science 2005, 310 (5747), 462-465. 
145. Talapin, D. V.; Lee, J.-S.; Kovalenko, M. V.; Shevchenko, E. V., Prospects of Colloidal Nanocrystals for 
Electronic and Optoelectronic Applications. Chemical Reviews 2010, 110 (1), 389-458. 
146. Talapin, D. V.; Murray, C. B., PbSe Nanocrystal Solids for n- and p-Channel Thin Film Field-Effect 
Transistors. Science 2005, 310 (5745), 86-89. 
147. Campbell, I. H.; Crone, B. K., Quantum-Dot/Organic Semiconductor Composites for Radiation 
Detection. Advanced Materials 2006, 18 (1), 77-79. 
148. Xie, L.; Harris, D. K.; Bawendi, M. G.; Jensen, K. F., Effect of Trace Water on the Growth of Indium 
Phosphide Quantum Dots. Chemistry of Materials 2015, 27 (14), 5058-5063. 
149. Harris, D. K.; Bawendi, M. G., Improved Precursor Chemistry for the Synthesis of III-V Quantum Dots. 
Journal of the American Chemical Society 2012, 134 (50), 20211-20213. 
150. Becker, G.; Gutekunst, G.; Wessely, H. J., Trimethylsilylverbindungen der VB-Elemente. I Synthese 
und Eigenschaften von Trimethylsilylarsanen. Zeitschrift für Anorganische und Allgemeine Chemie 1980, 
462 (1), 113-129. 
151. Beberwyck, B. J.; Alivisatos, A. P., Ion Exchange Synthesis of III–V Nanocrystals. Journal of the 
American Chemical Society 2012, 134 (49), 19977-19980. 
152. Hering, C.; Rothe, J.; Schulz, A.; Villinger, A., Structure and Bonding of Novel Acyclic Bisaminoarsenium 
Cations. Inorganic Chemistry 2013, 52 (13), 7781-7790. 
153. Arudi, R. L.; Sutherland, M. W.; Bielski, B. H. J., Purification of Oleic Acid and Linoleic Acid. Journal of 
Lipid Research 1983, 24 (4), 485-488. 
154. Bürger, H.; Cichon, J.; Goetze, U.; Wannagat, U.; Wismar, H. J., Beiträgezur Chemie der Silicium-
Stickstoff-Verbindungen. Journal of Organometallic Chemistry 1971, 33 (1), 1-12. 
155. Becke, A. D., Density Functional Thermochemistry. 3. The Role of Exact Exchange. Journal of Chemical 
Physics 1993, 98 (7), 5648-5652. 
156. Lee, C. T.; Yang, W. T.; Parr, R. G., Development of the Colle-Salvetti Correlation Energy Formula into 
a Functional of the Electron Density. Physical Review B 1988, 37 (2), 785-789. 



 

 

108 

 

157. Frisch, M. J.; Trucks, G. W.; Schlegel, H. B.; Scuseria, G. E.; Robb, M. A.; Cheeseman, J. R.; Scalmani, 
G.; Barone, V.; Mennucci, B.; Petersson, G. A.; Nakatsuji, H.; Caricato, M.; Li, X.; Hratchian, H. P.; Izmaylov, 
A. F.; Bloino, J.; Zheng, G.; Sonnenberg, J. L.; Hada, M.; Ehara, M.; Toyota, K.; Fukuda, R.; Hasegawa, J.; 
Ishida, M.; Nakajima, T.; Honda, Y.; Kitao, O.; Nakai, H.; Vreven, T.; Jr., J. A. M.; Peralta, J. E.; Ogliaro, F.; 
Bearpark, M.; Heyd, J. J.; Brothers, E.; Kudin, K. N.; Staroverov, V. N.; Kobayashi, R.; Normand, J.; 
Raghavachari, K.; Rendell, A.; Burant, J. C.; Iyengar, S. S.; Tomasi, J.; Cossi, M.; Rega, N.; Millam, J. M.; 
Klene, M.; Knox, J. E.; Cross, J. B.; Bakken, V.; Adamo, C.; Jaramillo, J.; Gomperts, R.; Stratmann, R. E.; 
Yazyev, O.; Austin, A. J.; Cammi, R.; Pomelli, C.; Ochterski, J. W.; Martin, R. L.; Morokuma, K.; Zakrzewski, 
V. G.; Voth, G. A.; Salvador, P.; Dannenberg, J. J.; Dapprich, S.; Daniels, A. D.; Farkas, Ö.; Foresman, J. B.; 
Ortiz, J. V.; Cioslowski, J.; Fox, D. J. Gaussian 09, Revision E.01; Wallingford CT, 2009. 
158. Krishnan, R.; Binkley, J. S.; Seeger, R.; Pople, J. A., Self Consistent Molecular Orbital Methods. 20. 
Basis Set for Correlated Wavefunctions. Journal of Chemical Physics 1980, 72 (1), 650-654. 
159. Blaudeau, J. P.; McGrath, M. P.; Curtiss, L. A.; Radom, L., Extension of Gaussian-2 (G2) theory to 
molecules containing third-row atoms K and Ca. Journal of Chemical Physics 1997, 107 (13), 5016-5021. 
160. Wadt, W. R.; Hay, P. J., Ab Initio Effective Core Potentials for Molecular Calculations - Potentials for 
Main Group Elements Na to Bi. Journal of Chemical Physics 1985, 82 (1), 284-298. 
161. Dennington, R.; Keith, T.; Millam, J. GaussView, Semichem Inc.: Shawnee Mission, KS, 2009. 
162. Liu, W.; Chang, A. Y.; Schaller, R. D.; Talapin, D. V., Colloidal InSb Nanocrystals. Journal of the American 
Chemical Society 2012, 134 (50), 20258-20261. 
163. Mohseni, H.; Razeghi, M.; Brown, G. J.; Park, Y. S., High-Performance InAs/GaSb Superlattice 
Photodiodes for the Very Long Wavelength Infrared Range. Applied Physics Letters 2001, 78 (15), 2107-
2109. 
164. Cao; Banin, U., Growth and Properties of Semiconductor Core/Shell Nanocrystals with InAs Cores. 
Journal of the American Chemical Society 2000, 122 (40), 9692-9702. 
165. Aubin, M. J.; Caron, L. G.; Jay-Gerin, J. P., Band Structure of Cadmium Arsenide at Room Temperature. 
Physical Review B 1977, 15 (8), 3872-3878. 
166. Harris, D. K.; Allen, P. M.; Han, H.-S.; Walker, B. J.; Lee, J.; Bawendi, M. G., Synthesis of Cadmium 
Arsenide Quantum Dots Luminescent in the Infrared. Journal of the American Chemical Society 2011, 133 
(13), 4676-4679. 
167. Nayak, A.; Rao, D. R., Photoluminescence Spectra of Zn3P2‐Cd3P2 Thin Films. Applied Physics Letters 
1993, 63 (5), 592-593. 
168. Jay-Gerin, J. P.; Aubin, M. J.; Caron, L. G., The Electron Mobility and the Static Dielectric Constant of 
Cd3As2 at 4.2 K. Solid State Communications 1977, 21 (8), 771-774. 
169. Dowgiałło-Plenkiewicz, B.; Plenkiewicz, P., Inverted Band Structure of Cd3As2. Physica Status Solidi (b) 
1979, 94 (1), K57-K60. 
170. Fojtik, A.; Weller, H.; Henglein, A., Photochemistry of Semiconductor Colloids. Size Quantization 
Effects in Q-Cadmium Arsenide. Chemical Physics Letters 1985, 120 (6), 552-554. 
171. Li, D.; Peng, L.; Zhang, Z.; Shi, Z.; Xie, R.; Han, M.-Y.; Yang, W., Large Scale Synthesis of Air Stable 
Precursors for the Preparation of High Quality Metal Arsenide and Phosphide Nanocrystals as Efficient 
Emitters Covering the Visible to Near Infrared Region. Chemistry of Materials 2014, 26 (12), 3599-3602. 
172. Huang, M.; Hickey, S. G.; Höfer, B.; Ding, F.; He, S.; Schmidt, O. G.; Eychmüller, A.; Miao, S., Band-
Emission Evolutions from Magic-sized Clusters to Nanosized Quantum Dots of Cd3As2 in the Hot-Bubbling 
Synthesis. The Journal of Physical Chemistry C 2015, 119 (28), 16390-16395. 
173. Lattanzi, P.; Da Pelo, S.; Musu, E.; Atzei, D.; Elsener, B.; Fantauzzi, M.; Rossi, A., Enargite Oxidation: A 
review. Earth-Science Reviews 2008, 86 (1–4), 62-88. 
174. Velásquez, P.; Leinen, D.; Pascual, J.; Ramos-Barrado, J. R.; Cordova, R.; Gómez, H.; Schrebler, R., SEM, 
EDX and EIS Study of An Electrochemically Modified Electrode Surface of Natural Enargite (Cu3AsS4). 
Journal of Electroanalytical Chemistry 2000, 494 (2), 87-95. 



 

 

109 

 

175. Yu, L.; Kokenyesi, R. S.; Keszler, D. A.; Zunger, A., Inverse Design of High Absorption Thin-Film 
Photovoltaic Materials. Advanced Energy Materials 2013, 3 (1), 43-48. 
176. Shi, T.; Yin, W.-J.; Al-Jassim, M.; Yan, Y., Structural, Electronic, and Optical Properties of Cu3-V-VI4 

Compound Semiconductors. Applied Physics Letters 2013, 103 (15), 152105. 
177. Pauporté, T.; Lincot, D., Electrical, Optical and Photoelectrochemical Properties of Natural Enargite, 
Cu3AsS4. Advanced Materials for Optics and Electronics 1995, 5 (6), 289-298. 
178. Balow, R. B.; Sheets, E. J.; Abu-Omar, M. M.; Agrawal, R., Synthesis and Characterization of Copper 
Arsenic Sulfide Nanocrystals from Earth Abundant Elements for Solar Energy Conversion. Chemistry of 
Materials 2015, 27 (7), 2290-2293. 
179. Banfield, J. F.; Welch, S. A.; Zhang, H. Z.; Ebert, T. T.; Penn, R. L., Aggregation-Based Crystal Growth 
and Microstructure Development in Natural Iron Oxyhydroxide Biomineralization Products. Science 2000, 
289 (5480), 751-754. 
180. Pacholski, C.; Kornowski, A.; Weller, H., Self-assembly of ZnO: From Nanodots, to Nanorods. 
Angewandte Chemie-International Edition 2002, 41 (7), 1188-1191. 
181. Cho, K. S.; Talapin, D. V.; Gaschler, W.; Murray, C. B., Designing PbSe Nanowires and Nanorings 
through Oriented Attachment of Nanoparticles. Journal of the American Chemical Society 2005, 127 (19), 
7140-7147. 
182. Evans, C. M.; Evans, M. E.; Krauss, T. D., Mysteries of TOPSe Revealed: Insights into Quantum Dot 
Nucleation. Journal of the American Chemical Society 2010, 132 (32), 10973-10975. 
183. Saavedra, J. Z.; Resendez, A.; Rovira, A.; Eagon, S.; Haddenham, D.; Singaram, B., Reaction of InCl3 
with Various Reducing Agents: InCl3-NaBH4-Mediated Reduction of Aromatic and Aliphatic Nitriles to 
Primary Amines. Journal of Organic Chemistry 2012, 77 (1), 221-228. 
184. Liu, Y.; Yao, D.; Shen, L.; Zhang, H.; Zhang, X.; Yang, B., Alkylthiol-Enabled Se Powder Dissolution in 
Oleylamine at Room Temperature for the Phosphine-Free Synthesis of Copper-Based Quaternary Selenide 
Nanocrystals. Journal of the American Chemical Society 2012, 134 (17), 7207-7210. 
185. Shavel, A.; Cadavid, D.; Ibanez, M.; Carrete, A.; Cabot, A., Continuous Production of Cu2ZnSnS4 
Nanocrystals in a Flow Reactor. Journal of the American Chemical Society 2012, 134 (3), 1438-1441. 
186. Kim, G.-H.; García de Arquer, F. P.; Yoon, Y. J.; Lan, X.; Liu, M.; Voznyy, O.; Yang, Z.; Fan, F.; Ip, A. H.; 
Kanjanaboos, P.; Hoogland, S.; Kim, J. Y.; Sargent, E. H., High-Efficiency Colloidal Quantum Dot 
Photovoltaics via Robust Self-Assembled Monolayers. Nano Letters 2015, 15 (11), 7691-7696. 
187. Llordes, A.; Garcia, G.; Gazquez, J.; Milliron, D. J., Tunable Near-Infrared and Visible-Light 
Transmittance in Nanocrystal-in-Glass Composites. Nature 2013, 500 (7462), 323-326. 
188. Urban, J. J., Prospects for Thermoelectricity in Quantum Dot Hybrid Arrays. Nature Nanotechnology 
2015, 10 (12), 997-1001. 
189. Bawendi, M. G.; Steigerwald, M. L.; Brus, L. E., The Quantum-Mechanics of Larger Semiconductor 
Clusters (Quantum Dots). Annual Review of Physical Chemistry 1990, 41, 477-496. 
190. van Embden, J.; Latham, K.; Duffy, N. W.; Tachibana, Y., Near-Infrared Absorbing Cu12Sb4S13 and 
Cu3SbS4 Nanocrystals: Synthesis, Characterization, and Photoelectrochemistry. Journal of the American 
Chemical Society 2013, 135 (31), 11562-11571. 
191. Guin, S. N.; Negi, D. S.; Datta, R.; Biswas, K., Nanostructuring, Carrier Engineering and Bond 
Anharmonicity Synergistically Boost the Thermoelectric Performance of p-Type AgSbSe2-ZnSe. Journal of 
Materials Chemistry A 2014, 2 (12), 4324-4331. 
192. Nielsen, M. D.; Ozolins, V.; Heremans, J. P., Lone Pair Electrons Minimize Lattice Thermal 
Conductivity. Energy & Environmental Science 2013, 6 (2), 570-578. 
193. Chen, C.; Qiu, X.; Ji, S.; Jia, C.; Ye, C., The Synthesis of Monodispersed AgBiS2 Quantum Dots with A 
Giant Dielectric Constant. CrystEngComm 2013, 15 (38), 7644-7648. 



 

 

110 

 

194. Zhou, B.; Li, M.; Wu, Y.; Yang, C.; Zhang, W.-H.; Li, C., Monodisperse AgSbS2 Nanocrystals: Size-Control 
Strategy, Large-Scale Synthesis, and Photoelectrochemistry. Chemistry – A European Journal 2015, 21 (31), 
11143-11151. 
195. Liu, Y.; Cadavid, D.; Ibanez, M.; De Roo, J.; Ortega, S.; Dobrozhan, O.; V. Kovalenko, M.; Cabot, A., 
Colloidal AgSbSe2 Nanocrystals: Surface Analysis, Electronic Doping and Processing into Thermoelectric 
Nanomaterials. Journal of Materials Chemistry C 2016, 4 (21), 4756-4762. 
196. Carmalt, C. J.; Compton, N. A.; Errington, R. J.; Fisher, G. A.; Moenandar, I.; Norman, N. C.; Whitmire, 
K. H., Homoleptic Bismuth Amides. In Inorganic Syntheses, John Wiley & Sons, Inc.: 2007; pp 98-101. 
197. Wojciechowski, K.; Tobola, J.; Schmidt, M.; Zybala, R., Crystal Structure, Electronic and Transport 
Properties of AgSbSe2 and AgSbTe2. Journal of Physics and Chemistry of Solids 2008, 69 (11), 2748-2755. 
198. Guin, S. N.; Chatterjee, A.; Negi, D. S.; Datta, R.; Biswas, K., High Thermoelectric Performance in 
Tellurium Free p-Type AgSbSe2. Energy & Environmental Science 2013, 6 (9), 2603-2608. 
199. Garza, J. G.; Shaji, S.; Rodriguez, A. C.; Das Roy, T. K.; Krishnan, B., AgSbSe2 and AgSb(S,Se)2 Thin Films 
for Photovoltaic Applications. Applied Surface Science 2011, 257 (24), 10834-10838. 
200. Soliman, H. S.; Abdel-Hady, D.; Ibrahim, E., Optical Properties of Thermally Vacuum Evaporated Thin 
Films. Journal of Physics: Condensed Matter 1998, 10 (4), 847. 
201. Liu, Z.; Shuai, J.; Geng, H.; Mao, J.; Feng, Y.; Zhao, X.; Meng, X.; He, R.; Cai, W.; Sui, J., Contrasting the 
Role of Mg and Ba Doping on the Microstructure and Thermoelectric Properties of p-Type AgSbSe2. ACS 
Applied Materials & Interfaces 2015, 7 (41), 23047-23055. 
202. Xiao, C.; Qin, X.; Zhang, J.; An, R.; Xu, J.; Li, K.; Cao, B.; Yang, J.; Ye, B.; Xie, Y., High Thermoelectric and 
Reversible p-n-p Conduction Type Switching Integrated in Dimetal Chalcogenide. Journal of the American 
Chemical Society 2012, 134 (44), 18460-18466. 
203. Xiao, C.; Xu, J.; Cao, B.; Li, K.; Kong, M.; Xie, Y., Solid-Solutioned Homojunction Nanoplates with 
Disordered Lattice: A Promising Approach toward “Phonon Glass Electron Crystal” Thermoelectric 
Materials. Journal of the American Chemical Society 2012, 134 (18), 7971-7977. 
204. Kang, M. S.; Sahu, A.; Norris, D. J.; Frisbie, C. D., Size-Dependent Electrical Transport in CdSe 
Nanocrystal Thin Films. Nano Letters 2010, 10 (9), 3727-3732. 
205. Liu, D.; Snee, P. T., Water-Soluble Semiconductor Nanocrystals Cap Exchanged with Metalated 
Ligands. ACS Nano 2011, 5 (1), 546-550. 
206. Schmidt, C.; Stock, N., Systematic Investigation of Zinc Aminoalkylphosphonates: Influence of the 
Alkyl Chain Lengths on the Structure Formation. Inorganic Chemistry 2012, 51 (5), 3108-3118. 
207. Cummins, C. C., Phosphorus: From the Stars to Land & Sea. Daedalus 2014, 143 (4), 9-20. 
208. Christopher C. Cummins. Angewandte Chemie International Edition 2009, 48 (5), 845-845. 
209. Tofan, D.; Cossairt, B. M.; Cummins, C. C., White Phosphorus Activation at a Metal–Phosphorus Triple 
Bond: a New Route to Cyclo-Triphosphorus or Cyclo-Pentaphosphorus Complexes of Niobium. Inorganic 
Chemistry 2011, 50 (24), 12349-12358. 
210. Wang, L.-P.; Tofan, D.; Chen, J.; Van Voorhis, T.; Cummins, C. C., A pathway to Diphosphorus from 
the Dissociation of Photoexcited Tetraphosphorus. RSC Advances 2013, 3 (45), 23166-23171. 
211. Cummins, C. C.; Huang, C.; Miller, T. J.; Reintinger, M. W.; Stauber, J. M.; Tannou, I.; Tofan, D.; 
Toubaei, A.; Velian, A.; Wu, G., The Stannylphosphide Anion Reagent Sodium Bis(triphenylstannyl) 
Phosphide: Synthesis, Structural Characterization, and Reactions with Indium, Tin, and Gold Electrophiles. 
Inorganic Chemistry 2014, 53 (7), 3678-3687. 
212. Tessier, M. D.; De Nolf, K.; Dupont, D.; Sinnaeve, D.; De Roo, J.; Hens, Z., Aminophosphines: A Double 
Role in the Synthesis of Colloidal Indium Phosphide Quantum Dots. Journal of the American Chemical 
Society 2016, 138 (18), 5923-5929. 
213. Das, A.; Hsu B.; Shamirian A.; Yang Z., Snee T. P., Synthesis of High Quality AgSbSe2 and AgBiSe2 
Nanocrystals with Antimony and Bismuth Silylamide Reagents. Chemistry of Materials 2017, (just 
accepted).  



 

 

111 

 

VITA 

ADITA DAS 
Department of Chemistry 

University of Illinois at Chicago 

 

EDUCATION 
 

Ph.D. Chemistry, University of Illinois at Chicago, Chicago                           2011-present 

           Thesis Title: “Group-V Chemistry of Semiconductor Nanoparticles” 

           Advisor: Prof. Preston T. Snee            

MS     Chemistry, University of Illinois at Chicago                                          2016 

MS     Chemistry, University of Calcutta, India                                                2008 

BS      Chemistry, Presidency College, India                                                     2006    

 

                                                                  

PROFESSIONAL EXPERIENCE 

 
Graduate Research Assistant, with Prof. Preston T. Snee                                2011-present 

University of Illinois at Chicago, Department of Chemistry, IL, USA 

Synthesized pnictide precursors for quantum dot synthesis, synthesized polar modified 

phosphonic acids for water solubilization of quantum dots. 

 

Research Assistant, with Prof. Dilip K. Maiti                                                   2008-2010 

      University of Calcutta, Department of Chemistry, India 

       Synthesized Cu (0) nanoparticles in an aqueous medium, applying in a reductive cleavage of 

      isoxazoline, carbonyl azide and domino cyclization reactions. 

 

Graduate Teaching Assistant,                                                                           2011-2016 
University of Illinois at Chicago, Department of Chemistry, IL, USA 

          General Chemistry Lab Coordinator & Teaching Assistant 

    Mentored teaching assistants and prepared laboratory memos and materials, supported the 

    instructor in modifying experiments and the course module, edited & updated the Chemistry- 

    100 Laboratory Manual. 

 

 

HONORS AND AWARDS 

 
Chancellor’s Student Service & Leadership Award                        2016 

University of Illinois at Chicago, IL, USA 

LAS PhD Student Travel Award                                       2016 

University of Illinois at Chicago, IL, USA 

National Eligibility Test (NET)                              2008 

Council of Scientific & Industrial Research (CSIR), India 

 

 



 

 

112 

 

 

 

PROFESSIONAL AFFILIATIONS 

 
Graduate Women in Chemistry, UIC                                  2015 – 2016 

American Chemical Society                2015– Present  

Chemistry Graduate Student Association (CGSA)             2014 – 2016  

 

 

 

PUBLICATIONS 

 
1. Adita Das, Armen Shamirian and Preston T. Snee, “Arsenic Silylamide: An Effective 

Precursor for Arsenide Semiconductor Nanocrystal Synthesis” Chem. Mater. 2016; 28, 

4058-4064; DOI: 10.1021/acs.chemmater.6b01577 

2. Adita Das, Bo Hsu, Armen Shamirian, Zheng Yang and Preston T. Snee, “Synthesis of High 

Quality AgSbSe2 and AgBiSe2 Nanocrystals with Antimony and Bismuth Silylamide 

Reagents” Chem. Mater. 2017; (just accepted); DOI: 10.1021/acs.chemmater.7b01593 

3. Adita Das and Preston T. Snee; “Synthetic Developments of Nontoxic Quantum Dots” 

Chem. Phys. Chem. 2016, 17, 598 –617; DOI: 10.1002/cphc.201500837 

4. Christina M. Tyrakowski, Armen Shamirian, Clare E. Rowland, Hongyan Shen, Adita Das, 

Richard D. Schaller, and Preston T. Snee, “Bright Type II Quantum Dots” Chem. Mater. 

2015, 27, 7276–7281; DOI: 10.1021/acs.chemmater.5b02040  

5. Xi Zhang, Armen Shamirian, Ali M. Jawaid, Christina M. Tyrakowski, Leah E. Page, Adita 

Das, Ou chen, Adela Isovic, Asra Hassan, Preston T. Snee, “Monolayer Silane-Coated, 

Water-Soluble Quantum Dots” Small 2015, 11, 6091–6096; DOI: 10.1002/smll.201501886 

6. Crystalann Jones, Damien Boudinet, Yu Xia, Mitch Denti, Adita Das, Antonio Facchetti, and 

Tom G. Driver, “Synthesis and Properties of Semiconducting Bispyrrolothiophenes for 

Organic Field-Effect Transistors” Chem. Eur. J. 2014, 20, 5938 – 5945; DOI: 

10.1002/chem.20130491 

7. Krishnanka S. Gayen, Tista Sengupta, Yasmin Saima, Adita Das, Dilip K. Maiti and Atanu 

Mitra, “Cu(0) nanoparticle catalyzed efficient reductive cleavage of isoxazoline, carbonyl 

azide and domino cyclization in water medium” Green Chem. 2012, 14, 1589–1592; DOI: 

10.1039/C2GC35252D 

 

 
 

 

 

 

  

 
 



 

 

113 

 

APPENDIX 
 

 

 

 

 

 

 

 



 

 

114 

 

 

 



 

 

115 

 

 

 



 

 

116 

 

 

 



 

 

117 

 

 

 



 

 

118 

 

 

 



 

 

119 

 

 

 



 

 

120 

 

 

 



 

 

121 

 

 

 



 

 

122 

 

 

 



 

 

123 

 

 


