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II. Abstract 

As the next generation of nuclear reprocessing technologies edge toward industrial readiness, 

concerted efforts are needed to ensure their safety, predictability, robustness, and economic 

viability. Organic ligands are critical to the selectivity of nuclear reprocessing, current focus is on 

ligands and processes that can remove long-lived radiotoxic actinides. Amides and diamides are 

promising ligand classes for the removal of actinides due to their selectivity for the f-block 

elements, with N,N-di-(2-ethylhexyl)isobutyramide (DEHiBA) a popular monoamide for the 

extraction of uranium devoid of plutonium to overcome plutonium proliferation concerns. DEHiBA 

is of interest to the GANEX 1st cycle process, a replacement technology to PUREX, overcoming a 

number of weaknesses faced by this mature industrial process. Whilst tri-n-butyl phosphate (TBP) 

is the ligand employed in the PUREX process, TBP has other uses outside of the nuclear industry, 

these other uses improve the economic viability of TBP, whereas specialised ligands for nuclear 

reprocessing like DEHiBA are more novel with limited demand at present, resulting in high costs 

and thus creates a barrier to research.  

This work utilises industry 4.0 (the integration of artificial intelligence and automation for 

manufacture, otherwise referred to as smart manufacturing) to efficiently optimise the 

manufacture of DEHiBA, focussing on cost reduction, sustainability improvements and production 

throughput. Ultimately reducing a cost barrier to research and implementation of this ligand for 

industrial application. Specifically, the methodology utilises flow chemistry, automation, online 

analysis, and machine-learning algorithms to automate the optimisation of chemical space, this 

methodology is also applicable to other relevant ligands like the diamides or variations of DEHiBA. 

Four synthetic routes were optimised in this work with litres of crude DEHiBA manufacture 
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accessible for <£65 per litre at the time of publishing with a throughput of 15 kg L-1 h-1, with other 

synthetic conditions capable of >70 kg L-1 h-1. A purification route for the crude DEHiBA was 

devised and optimised to yield a product purity >99.9% in just two steps with a yield of 97% from 

start to end. The complete manufacture platform therefore requires at a minimum four pumps, 

one tubular reactor, two continuous stirred tank reactors and two coalescing separators to achieve 

this via two telescoped operations to yield pure DEHiBA on demand with >97% yield.  

DEHiBA manufactured in this work was verified for its uranium extraction performance against 

literature and commercial sources, demonstrating comparable performance for the extraction of 

uranium(VI). The extraction of uranium(VI) was further investigated with DEHiBA, varying the 

ligand concentration and purity, the ratio of organic to aqueous phase and nitric acid concentration 

for the extraction of 0.10 M uranyl nitrate, demonstrating optimal performance with 5 M nitric acid 

and at least 10% extraction efficiency improvements when using 1.5 M DEHiBA instead of the 

typical 1.0 M DEHiBA associated with the GANEX process. A range of organic : aqueous phase ratios 

were also compared to see how the throughput of uranium affects the extraction efficiency of 

uranium(VI) , identifying minimal extraction efficiency losses (5%) in exchange for a four-fold 

increase in throughput when using 1.5 M DEHiBA and 5 M nitric acid. These studies support the 

process intensification of uranium(VI) extraction with DEHiBA, comparing extraction efficiency 

and uranium throughput. Throughout these studies, temperature was identified to be an 

overlooked variable in the literature  that requires future attention due to its influence on the 

exothermic extraction of uranium.  
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Chapter 1  : Literature Review  

As the nuclear industry enters a renaissance where the world looks to it for solutions to the 

climate crisis, the sustainability of nuclear fission must be ensured and improved. Although 

nuclear energy has a low carbon footprint,1 the fuel, uranium is a finite resource that should be 

managed and recycled to maximise its energy potential and minimise this threat to the long-term 

viability of this technology.2 Hydrometallurgical nuclear reprocessing offers a solution to improve 

the sustainability and extend the supply of nuclear fuel.3ɀ5 Nuclear reprocessing is at present 

practiced on the industrial scale most notably in France, however the current technology, PUREX 

(Plutonium Uranium Reduction Extraction) is outdated and cost-intensive extracting both 

uranium and plutonium inciting proliferation concerns.6 Replacement and complementary 

reprocessing technologies have been under development for decades to ensure their robustness 

prior to industrial implementation. 7ɀ14 These next generation technologies primarily utilise 

organic ligands as extractants to selectively partition radionuclides from the irradiated nuclear 

fuel. These processes facilitate the selective recycling of elements primarily the actinides and 

lanthanides for reuse,7 with the possibility of fabricating more nuclear fuel, and in the future the 

recovery of rare elements like the platinum group metals may be feasible to further extend 

supply.15 

The organic ligands destined for next generation nuclear reprocessing have undergone 

thorough testing to ensure their effectiveness and suitability but are yet to be economically viable, 

an issue that surrounds nuclear reprocessing.16 However, the literature does not focus on the 

synthesis and purification of these ligands at any significant scale and to our knowledge there was 

no literature describing and comparing synthetic routes to these ligands let alone optimising the 

manufacture of these high value research materials before this project began. This gap in the 

literature has the potential to limit the appeal and uptake of these technologies on an industrial 
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scale. The exploitation of flow chemistry to synthesise these ligands on demand in addition to the 

identification of multiple routes and conditions for their manufacture will enable cheaper and 

wider access to these ligands aiding to overcome cost barriers to research in this field. 

 

1.1.  Nuclear  Reprocessing 

The UK has declared that nuclear fission will play a pivotal role in the effort to reach carbon 

neutrality by 2050.17 This emphasises the importance of research and development in the nuclear 

sector, with  crucially improvements in the sustainability of this technology needed for long-term 

deployment of nuclear fission. Nuclear fission reactors are one of the lowest carbon emitting 

energy resources that mankind has to offer,18 capable of producing gigawatts of electricity  daily in 

a space efficient manner compared to renewables like wind turbines that require orders of 

magnitude more space to achieve similar power outputs.19 Unfortunately however, nuclear fission 

is financially demanding, traditionally entailing long build times and generating long-lived 

radiotoxic waste.20ɀ24 The most infamous of which is irradiated  nuclear fuel (sometimes referred 

to as spent/used nuclear fuel), a high-level waste (HLW) that requires careful highly specialised 

management. Despite its name ȬsÐÅÎÔȭ ÎÕÃÌÅÁÒ ÆÕÅÌ is not entirely spent, containing a large majority 

of the periodic table, withholding many valuable elements that are in short supply, thus can be 

valued as a resource due to its rich composition. Typical compositions contain (Figure 1) 95-96% 

uranium,  ֓1% plutonium,  ֓0.1% minor actinides (MAs), and the remaining elements are the fission 

products (FPs).25 In current commercial reactors, nuclear fuel is replaced every 18-36 months due 

to the conversion of uranium-235 into fission products and transuranic elements hindering the 

fuels efficiency. Of the 415 reactors globally in 2024, 10,000 metric tons of heavy metal (tHM) are 

unloaded each year, all of which must be managed safely.26 
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Figure 1: Typical irradiated  nuclear fuel composition.25  

The management of irradiated, high-level waste is a demanding task. The UK alone had 4.56 

million cubic metres in 2019 of radioactive waste (not just irradiated nuclear fuel) in interim 

storage.27,28 Any shortcuts when managing nuclear waste, particularly high-level waste could lead 

to disaster. The complexity of this task is due to the extreme radiotoxic nature of the irradiated 

fuel, the most immediate radiological concern with regard to the fuel is the radioactive decay of 

short-lived species resulting in deadly amounts of radiation. Cesium and strontium are particularly 

challenging FPs that emit beta and gamma radiation which generates significant amounts of heat. 

Transuranic elements such as plutonium and the minor actinides are most troublesome over a 

longer timeframe, accounting for most of the long-lived radiotoxicity , making safe, long-term 

disposal challenging as thousands of years of safe storage are needed before these elements are 

considered radiologically safe.29  

At present there are two primary options for the management of irradiated nuclear fuel. 

Currently, the preferred method in the UK and many countries globally is direct disposal (the open 

fuel cycle); here, the irradiated nuclear fuel is securely packaged and relocated to a geological 

disposal facility (GDF) deep underground.30 This creates a large barrier between the waste and the 
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biosphere in case of a breach in containment. However, a GDF must be able to guarantee safe 

storage of the irradiated nuclear fuel until the radiotoxicity is no longer a problem. Such a 

guarantee is incredibly difficult , if not impossible for roughly 200,000 years, the timespan that 

irradiated nuclear fuel remains more radiotoxic than natural uranium ore (Figure 2).31  

 

Figure 2: Comparison of irradiated nuclear fuel radiotoxicity  (Total) , broken down into minor 
actinide, uranium, plutonium and fission product radiotoxicity.31  

Alternatively, nuclear reprocessing is a waste management option which can close the fuel cycle, 

improving sustainability , and can be used in conjunction with geological disposal. Reprocessing is 

the practice of partitioning the elements within irradiated nuclear fuel ready for recycle or 

disposal. Reprocessing utilises irradiated nuclear fuel as an asset that holds a wealth of materials 

that can be reused to generate more sustainable energy production, whilst other elements could 

be fed back into the economy to improve supply chains, this would improve energy and resource 

security, a topic of great interest at present, whilst opening avenues for nuclear medicines like 

targeted alpha therapy, instead of viewing irradiated nuclear fuel as a waste. To generate more 

sustainable energy and maximise the energy potential of uranium fissionable and fissile actinides 
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from irradiated fuel  can be reused and fabricated back into nuclear fuel (although this does have 

many challenges). By recycling uranium, nuclear fission via uranium-235 will be feasible for future 

generations as without this uranium is a finite resource. In addition to the sustainability  that 

reprocessing offers, the long-term radiotoxicity of irradiated nuclear fuel can be reduced for safer 

waste management, minimising waste volumes destined for the GDF and hence the cost of the GDF. 

 

Figure 3: A simple illustration of the back end open and closed fuel cycles. 

Despite reprocessing improv ing sustainability and extending the supply of resources, it is a 

more complex task compared to direct disposal, adding cost to nuclear programs and increasing 

risk.32 In France it is estimated that reprocessing increases the cost of nuclear energy by around 

5.5% compared to direct disposal (year 2000), although this is sensitive to the cost of fresh 

uranium ore for fuel manufacture.33 Despite this cost burden France continues to reprocess and 

recycle its nuclear fuel with plans to continue this into the future. The selective extraction of 

elements from irradiated nuclear oxide fuel, has historically been achieved via liquid-liquid 

extractions. Here the irradiated nuclear fuel is dissolved in an aqueous nitric acid phase, this is 

then contacted with an organic phase comprised of a water immiscible solvent and an extractant 

such as an organic chelator to partition  specific elements into the organic phase. The current 

industrial standard for reprocessing globally is the PUREX (Plutonium Uranium Reduction 

Extraction) process, a mature technology that has been used industrially since the late 1950s.34 

This process enables both plutonium and uranium to be recovered from the irradiated nuclear fuel, 

largely reducing the long-term toxicity of this waste (Figure 4).35,36 The removal of these 
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radionuclides from the irradiated nuclear fuel reduces the volume of HLW destined for a GDF by 

~80%, a reduction in radiotoxicity by ~90%, and a lower heat output from the waste.37,38 A GDF is 

still essential for the highly active raffinate (HAR) waste stream from PUREX or other reprocessing 

technologies containing residual radionuclides like the MAs. Ultimately, reprocessing via PUREX 

results in a reduction of the storage cost for a GDF by 75%.38,39 However, advanced reprocessing 

technologies like i-SANEX (innovative selective actinide extraction), AMSEL (americium selective 

separation) and GANEX (grouped actinide extraction) can reduced the burden on GDFs further via 

removal of a greater number of actinides/long-lived radionuclides, lowering the radiotoxicity  and 

thus the required safe storage time of the waste destined for a GDF (Figure 4).12,13,40ɀ44 

 

Figure 4: A comparison of the radiotoxicity of irradiated  nuclear fuel/high level waste with and 
without different reprocessing technologies, illustrating which radionuclides are removed.45  

In comparison to reprocessing, GDFs are immature technologies and there are no fully 

operational sites in existence today, therefore costs can only be estimated and likely an 
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underestimate.30 Continued research to improve the PUREX process (Figure 5) and make 

reprocessing more appealing is ongoing and has been for decades. These new processes are 

referred to as advanced partitioning technologies (PTs) or next generation reprocessing 

flowsheets/technologies. Most of these PTs have been developed to remove more of the long-lived 

radionuclides from the irradiated nuclear fuel than PUREX currently offers, with focus on the MAs, 

namely americium. This feat would remove all the transuranic elements from irradiated nuclear 

fuel reducing the safe storage time of HLW to a more predictable and manageable figure in the 

hundreds of years. The underpinning goal of research into these technologies is to develop 

functional processes that are robust, well understood and economically viable. Without this, 

implementation on the industrial scale is insurmountable, especially due to the potential hazards 

involved. Efforts to minimise the complexity of these processes is continuous, with constant 

refinement of ligands to improve separation factors between extracted radionuclides and 

minimise the number of ligands used in the process.  

 

Figure 5: A simple illustration of the PUREX process. 

As mentioned, organic ligands are fundamental to the success of hydrometallurgical PTs. The 

ligands used in nuclear reprocessing are referred to as extractants because they selectively chelate 

to certain species in irradiated nuclear fuel by exploiting their affinity toward different ions.46 This 

process typically takes place via a liquid -liquid extraction , whereby the irradiated nuclear fuel is 
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dissolved in nitric acid before it is contacted with the organic (sometimes referred to as solvent) 

phase containing an extractant (Figure 5). PUREX employs the ligand tri-n-butyl phosphate (TBP) 

(Figure 6) to selectively chelate to ions in the +IV and +VI oxidation state, so uranium and 

plutonium are extracted, partitioning  them to the organic phase for subsequent isolation.47  

 

Figure 6: The chemical structure of tri -n-butyl phosphate (TBP). 

TBP and nitrate ions typically form the following organic soluble complexes: [Pu(NO3)4·2TBP] 

and [UO2(NO3)2·2TBP] (Figure 7), as these complexes are soluble in the organic phase, the 

plutonium and uranium are partitioned/extracted from the irradiated nuclear fuel in the aqueous 

phase.48 By recycling uranium and plutonium, further exploit ation of the energy potential from 

these materials is possible, thus expanding the lifetime of this energy dense resource.49 The next 

generation of PTs in development use novel, specialised ligands to facilitate the extraction of 

trivalent f-block elements from irradiated nuclear fuel where the PUREX process targets hexa- and 

tetravalent f-block elements. For these ligands to be successful they must be effective at extracting 

specific nuclides, yet economically viable if the process is to succeed. If not, then the PT will likely 

be infeasible with cost barriers to research, industrial scale-up and implementation. 
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Figure 7: Two-dimensional complexation structures of TBP and NO3 to uranium and plutonium. 

One way to improve the economic viability of these ligands is through synthetic optimisation. 

Any metric can be optimised for a given reaction such as cost, purity, yield and throughput.50 Often, 

however, the optimisation of one process metric negatively impacts another. For example if the 

kinetics of a reaction are slow then maximising throughput will likely hinder yield or cost metrics. 

Therefore, optimisation often requires a balance of process metrics to find an overall optimum.51ɀ

53 A simple way to reduce product cost would be to find conditions that minimise cost per mole of 

product formed, however this could lead to lengthy reaction times and unwanted by-products, this 

could be avoidable by optimising multiple objectives and sacrificing some cost or assessing other 

synthetic routes. Prior to this work there was little to no literature investigating the synthetic 

optimisation of the promising ligands for nuclear reprocessing. Any literature that mentions the 

synthesis of these ligands typically details unrefined small scale reaction conditions to make small 

volumes of these ligands for testing purposes.54ɀ56 

As reprocessing is already an expensive area within  the nuclear industry, whilst being a niche 

area of the chemical industry, there are few chemical vendors for these highly capable molecules. 

The specialised nature of these materials means that applications outside this field are limited and 
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thus supply is low, whereas TBP has a demand outside of nuclear reprocessing with uses in 

emulsions, paints and adhesives, thus is a lower cost chemical commodity due to global demand.57 

This limits the amount of research into these ligands, especially volume intensive pilot plant 

testing, whilst negatively impacting the economics of a next generation reprocessing facility. 

Further research into the synthesis of such molecules hopes to remove cost barriers to research 

with  these important  ligands whilst  potentially making reprocessing of nuclear waste a more 

appealing route globally. 

 

1.1.1.  Disadvantages of Current PUREX Practices 

 Current reprocessing practices via PUREX are imperfect with  ample opportunity to improve on 

this process by overcoming various disadvantages faced such as:58 

¶ Higher proliferation risk s than direct disposal due to isolation of plutonium.59 

¶ Increased risk of radiation exposure to workers and the environment compared to direct 
disposal especially the highly active raffinate. 

¶ Larger volumes of intermediate and low-level wastes.60 

o Non-CHON (purely carbon, hydrogen, oxygen, nitrogen containing) ligand so is not 
completely incinerable adding to waste volumes. 

¶ Higher costs than those predicted for direct disposal. 

¶ Degradation of TBP to hazardous and interfering materials.61 

¶ Redox reliant process adding complexity. 

For an advanced PT to supplant PUREX these technologies should address as many of these 

disadvantages as possible without compromising the advantages of PUREX that include the use of 

a single ligand, and maintaining or improving separation factors and distribution ratios  achieved 

by PUREX. All these metrics are a fine balance and slight reductions in metrics like distribution 

ratio may be acceptable if other disadvantages are overcome. 
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One way to manage the proliferation risk  posed by PUREX is to recycle plutonium into nuclear 

fuel, otherwise known as mixed-oxide (MOX) fuel as per the French closed fuel cycle.62 Plutonium 

recycling reduces the volume of plutonium in storage but can add risk if the plutonium needs to be 

transported between secure facilities. Unfortunately, MOX fuel is not interchangeable with regular 

uranium dioxide fuel so manufacturing plants and reactors require modifications to accommodate 

MOX. A major challenge and cost when manufacturing MOX fuel is the automation required due to 

the higher radiation levels. These challenges are major driving forces behind the choice to store 

plutonium instead of recycling it. To overcome these problems, coextraction of plutonium with 

other elements like uranium or the MAs can be adopted. The COEX (an adaptation of the PUREX 

process but uranium and plutonium are coextracted and coprecipitated) process is an example of 

a reprocessing technology similar  to PUREX but instead isolates uranium with  plutonium.63,64 

Looking further forward, the GANEX (Grouped Actinide Extraction) processes are advanced PTs 

that enable the coextraction of plutonium wi th the MAs.65 

Though PUREX vastly reduces the volume of HLW destined for a GDF, this process increases the 

volume of other radioactive wastes.60 These wastes, although less radiotoxic than irradiated 

nuclear fuel or the HAR still require specialist disposal which incurs other complexities, risks, and 

costs, often requiring disposal through immobilisation with in cement,66 a material notorious for 

its negative environmental impact,67 therefore, this negatively impacts the carbon footprint of 

nuclear energy. It is difficult to overcome the generation of other radioactive waste with advanced 

PTs, however most attempt to minimise secondary wastes by using completely incinerable, CHON 

ligands. As carbon, hydrogen, oxygen, and nitrogen (CHON) are completely incinerable elements, 

whereas phosphorous is not, disposal of TBP is challenging and is considered a secondary waste. 

The GANEX process has developed processes that utilise completely incinerable ligands, even 

replacing TBP with a CHON based ligand, N,N-di-(2-ethylhexyl)isobutyramide (DEHiBA). Where 
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most advanced PTs build on the PUREX process and therefore still employ TBP in the first cycle 

GANEX is independent of PUREX (Figure 8). Figure 8  illustrates the advanced reprocessing 

technologies that are detailed in the SACSESS report,7 detailing the hydrochemical and pyro 

reprocessing technologies that are promising for use on irradiated nuclear fuel. PUREX is the first 

step to many of the advanced hydrochemical PTs, which then treat the aqueous raffinate from the 

PUREX process containing the FPs and MAs. There are a couple of alternative hydrochemical 

processes that do not rely on PUREX, those being GANEX and ARTIST. These alternative 

technologies replace TBP with CHON based ligands, minimising secondary waste volumes due to 

their complete incinerability . 
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Figure 8: An overview of advanced partitioning technologies detailed in the SACSESS report.7 
The processes highlighted in red are of interest to this project. 

The economic viability of reprocessing is a major drawback of this technology and often leads 

to open fuel cycle policies. Several studies have assessed the financial impact of reprocessing by 

estimating the cost of both the open and closed fuel cycles.68ɀ72 many factors and estimations are 

taken account in these studies, yet most conclude the open fuel cycle to be more cost effective 

despite the uncertain costs associated with a GDF and the wealth of material in used nuclear fuel 

that could improve the economics of nuclear reprocessing. This is due to the closed fuel cycle 
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requiring more steps, the continuous research that spans over decades, bespoke highly 

sophisticated and secure facilities, and tonnes of resources to achieve this feat of chemistry and 

engineering. To top this off, the need for a GDF still exists with the PUREX process and most PTs 

due to the HAR and secondary wastes, likely including decommissioning of the reprocessing 

facility . Unfortunately, for most nations, the cost and added complexity/risk outweighs the 

sustainability therefore, an open fuel cycle is adopted. Despite this, fissionable materials are finite 

resources and there will come a time when nuclear fission becomes unfeasible without recycling, 

therefore work is needed to improve uptake of this technology and the economic viability of the 

closed fuel cycle.  

Unlike geological disposal, reprocessing is a mature technology that has received real-world 

experience, research and improvements over decades, resulting in improved understanding of the 

technology and proof of concept with the potential for cost reductions with iterative or next 

generation reprocessing facilities.49,72 GDFs on the other hand are first of a kind technology, 

therefore costs are estimations with lar ge errors. As with any first of a kind technology, 

complications are common and are likely to escalate the cost of these megastructures. Therefore, 

it is likely unfair to dismiss reprocessing as a waste management solution due to economics alone.  

The radiotoxicity/composition of the HAR from PUREX is the focus of improvement for most 

PTs, as once this waste is vitrified it remains highly radiotoxic for over 100,000 years (Figure 4), 

an incomprehensible amount of time for civilisation.73 The HAR comprises of mostly fission 

products (FPs and Mas), the FPs are less problematic, most have relatively short half-lives and 

account for most of the early-stage radioactivity and heat generation, whereas the MAs have longer 

half-lives causing most of the long-term radiotoxicity. Therefore, by partitioning and then 

transmutating the MAs, the safe storage time for the remainder of the waste reduces to ~1,000 

years or less (Figure 4).31 Removal of the MAs requires ligands with an affinity to trivalent f-block 
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elements due to this being the preferred oxidation states of americium and curium. To add 

complication the majority of the lanthanides are trivalent, thus are typically extracted alongside 

americium and curium.74ɀ77 Caesium-137 and strontium-90 are two of the long lived FPs that 

largely account for the remainder of the safe storage time after the MAs have been removed, 

therefore, the selective removal of these isotopes would further reduce the safe storage time 

although the current focus in this field lies in MA removal.78 In summary the removal of all long-

lived radionuclides from the HAR is possible with advanced PTs and promises to deliver a more 

realistic and manageable timeframe for the storage of HLW.  

It is clear why the removal of long-lived radionuclides from irradiated nuclear fuel has been a 

primary driver behind the development of advanced PTs over the last 30+ years.11 Many options 

have been developed over that time to overcome the weaknesses of the PUREX process, with work 

continuing to improve these processes for the next generation of nuclear reprocessing facilities to 

adopt. These technologies can work alongside PUREX to further improve reprocessing and make 

use of existing facilities, or can replace PUREX entirely working with entirely CHON ligands such 

as the GANEX process (Figure 8). To date these advanced PTs are not deemed industrially ready, 

with more hot tests required for some processes however further literature is needed to optimise 

and understand these processes to prepare the required hot tests. Of course, the risk and cost of 

hot tests is restrictive, however a base understanding of simplified and mock systems in 

preparation of such tests is paramount and beneficial to all in the field. 

 

1.1.2.  Advanced Partitioning Technologies  

Partitioning is the chemical separation of elements.31 in a nuclear context this mostly focuses 

on the separation of actinides from FPs. To achieve this, a majority of PTs act as additional steps 
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after PUREX to partition the MAs from the PUREX HAR. Whilst others like GANEX remove the need 

for PUREX and TBP. It is envisioned that PTs will not work alone, after the waste has been 

partitioned the long-lived species will be transmuted, potentially in advanced fission reactors in 

an effort to reach net zero carbon. For this to be successful, it is imperative that elements with large 

absorption cross-sections are not extracted with these fuels, such as curium and lanthanides like 

gadolinium as this will negatively impact transmutation in fast reactors.79ɀ81  

Transmutation is the conversion of one element into another,82 thus converting long-lived 

radionuclides into less concerning species with  shorter half-lives.83 Transmutation of these long-

lived actinides can be achieved in advanced nuclear reactors, enabling further  exploitation of the 

untapped energy potential in uranium, thus improving nuclear sustainability. Whereas, any long-

lived radioisotopes unsuitable for fission, such as curium, can be transmuted by irradiat ion in 

accelerator driven systems.84 The introduction of partitioning and transmutation (P&T) aims to 

reduce environmental concerns with  nuclear power, improve sustainability, and public perception 

of nuclear waste, paving the road to new nuclear builds to support a cleaner future.  

PTs can be grouped as hydrochemical (hydrometallurgical) processes like PUREX suited for 

oxide fuels, or pyrochemical (electrometallurgical) processes suited for metal fuels (Figure 8).7 

The European Commission has funded numerous projects over the decades to assess the 

methodology, progress, and technological readiness of these processes through projects such as 

PATRICIA, GENIORS and SACSESS. This review focusses on hydrochemical processes. 

Research into hydrochemical PTs has exploited and tested the selectivity of countless ligand 

classes such as: carbamoyl methyl phosphine oxides (CMPOs), carbamoyl methyl phosphonates 

(CMPs), phosphine oxides, phosphates, amides, and diamides (Figure 9) amongst others to 

advance nuclear reprocessing.85  
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Figure 9: Commonly researched ligand structures for the partitioning of irradiated nuclear fuel 

Figure 10 highlights a number of successful ligands identified for advanced PTs as described in 

the SACSESS report from 2015 (Figure 10). This report also showcases the various PT flowsheets 

that have been developed globally with potential operating conditions and their technology 

readiness levels (Figure 8).7,14 Not all the ligands detailed are entirely CHON, with some still 

containing phosphorous, whilst others are sulfonated,86ɀ88 therefore there are continued efforts to 

identify CHON conforming replacement ligands.89,90 As noted, many of the PTs developed build on 

the existing PUREX process however, GANEX has been developed an alternative technology that 

first extracts uranium, then the transuranics are coextracted. The replacement of TBP with DEHiBA 

allows the whole process to be CHON compliant, whilst improving proliferation resistance of this 

process and alleviating the reliance on redox chemistry. Thus GANEX, overcomes some of the 

disadvantages associated with PUREX, however lower distribution ratios for uranium and 

increased technetium uptake has been observed.41,91ɀ93 
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Figure 10: Examples of the diverse range of successful ligands described in the SACSESS report.7 

Figure 10 highlights a range of molecules that are largely carbon, hydrogen, nitrogen, and 

oxygen, those that contain phosphorous and sulfur provided unrivalled performance at the time of 

publishing in 2015.7 This collection of ligands is small in comparison to the candidates that have 

been tested for nuclear reprocessing,55,94ɀ96 with structure playing a pivotal role in controlling the 

selectivity of these ligands. With many of the successful ligands revolving around an amide bond, 

this project aims to explore, optimise and compare amide bond formation methodologies on a 

specific molecule of interest than can be applied to the other ligands. 
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Following on from the SACSESS project, GENIORS aimed to identify PTs with the least 

weaknesses to prioritise development, hot testing and implementation. Four priorities were 

identified  to achieve this:97 

¶ The behaviour of fission products in these systems 

¶ Radiolytic stability of ligands and any impact of degradation products on the process 

¶ Process related issues such as kinetics, loading, and third phase formation  

¶ Interface between the separation processes with the dissolution and the conversion  

Most hydrochemical PTs that extract the trivalent actinides such as americium and curium, rely 

on a three-step approach:98  

1) Uranium (and sometimes plutonium) extraction from irradiated nuclear fuel. Here monoxide 

ligands such as TBP and monoamides offer good selectivity for this extraction.  

2) The coextraction of trivalent lanthanides and actinides. Here di- or tridentate ligands like 

diamides and CMPOs offer excellent extraction for trivalent f -block elements. 

3) Separation of the trivalent actinides from the lanthanides, here soft donor ligands are used 

to selectively extract the actinides free of the lanthanides.99  

It must be said that PTs are not always three-step processes and although a process may be 

three overarching steps, each step requires a multitude of stages such as forward extraction, 

scrubbing, stripping and purification, therefore each of these steps is highly complex and refined. 

These advanced PTs are still under rigorous investigation to ensure robustness, understanding, 

and success if industrialised. Test results have been promising for many of these processes 

especially EURO-GANEX and iSANEX with >99.9% separation of the trivalent actinides from the 

lanthanides.40,100ɀ104  
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In summary P&T technologies do not eliminate the need for a GDF, instead GDFs can be smaller 

as the volume of HLW is dramatically reduced, minimising GDF costs whilst maximising the energy 

potential and wealth in irradiated nuclear fuel. P&T also reduces the environmental concerns 

associated with the final disposal of HLW by shortening the safe storage time of this waste 

dramatically.105 In the future PTs may allow near complete recyclability of irradiated nuclear fuel, 

supplying diminished natural resources back into the global economy, however for now, the focus 

lies with removing the long-lived radionuclides.  

 

1.2. Extractant  Ligands  

Choice of ligand(s) is the major difference between the various hydrochemical PTs in 

development.100 Whilst PUREX uses TBP, other PTs rely on alternative ligands (Figure 9 and 

Figure 10) for their success, with  research into novel extractant ligands a key driving force behind 

the next generation of PTs. These organic ligands preferentially extract ionic species from the 

irradiated nuclear fuel depending on their chemical and steric structure. Common motifs include 

amides/ diamides, organophosphorus and hybrid  ligands, although more complex structures exist 

with pyridine and triazole motifs.85 A key characteristic of most is their oxygen donor sites that 

facilitate chelation to hard metal ions in solution.85 Oxygen is crucial to the effectiveness of these 

ligands because actinides are oxophilic, therefore the extraction can selectively partition  actinides. 

The oxophilicity of f-block elements comes from the high charge density (hard nature) of these 

elements.106 This strong interaction between oxygen and f-block elements supports the hard-soft 

acid-base principle.107ɀ110 By exploiting this property , the f-block elements can be separated from 

the less charge dense transition metals.  
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The early actinides are renowned for existing in a diverse range of oxidation states, for example, 

neptunium can range from +III  to +VII, this can be tuned via the nitric acid concentration or by 

redox chemistry for many of the actinides.111 Manipulation of the acid concentration is often 

exploited to avoid extracting unwanted species and enables stripping of nuclides from the organic 

phase. When irradiated nuclear fuel is dissolved in concentrated nitric acid uranium exists as UO22+ 

whilst  plutonium exists as Pu4+.112 For the MAs, neptunium commonly exists as NpO2+ and 

NpO22+,113 whilst americium and curium often exist as Am3+ and Cm3+ respectively.114,115 

Lanthanides are also preferential to the +3 oxidation state adding complexity to the selective 

extraction of americium and curium using oxidation state alone. The trivalent actinides are difficult 

to extract with monodentate ligands, therefore bi- and tridentate ligands have become the focus 

for trivalent actinide extraction.116ɀ118 Nitrogen donor ligands have become increasingly popular 

for the separation of trivalent lanthanides and actinides as their similarity of oxidation state makes 

separation difficult with a single ligand system. To overcome this, aqueous based ligands (ligands 

designed to only dissolve in aqueous media not the typical kerosene based organic phases) with 

nitrogen donor atoms have been developed such as SO3-Ph-BTP (sulfonated bis triazinyl pyridine, 

Figure 11) to exploit the difference in charge density between the lanthanides and actinides, with 

softer nitrogen donor atoms favouring the softer actinides for selective stripping.119,120 

 

Figure 11: Chemical structure of SO3-Ph-BTP (sulfonated bis triazinyl pyridine) 
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Organophosphorus ligands like phosphates (TBP) were one of the first extractants 

implemented for the reprocessing of irradiated nuclear fuel. They are advantageous due to their 

ability to preferentially extract actinides over lanthanides and FPs.85 This is usually because these 

ligands are monodentate so chelate to MO22+ and M4+ species. The most notorious extractant in 

this industry is TBP, which succeeded due to the desirable properties that it exhibited for 

partitioning  uranium and plutonium from irradiated nuclear fuel to produce nuclear weapons at 

the time. These properties include good radiolytic, thermal and chemical stability, low toxicity, low 

flammability and good extraction efficiency and separation factors for uranium and plutonium.121  

Nevertheless, TBP has its drawbacks, such as its relatively high solubility in the aqueous 

phase,122 and troublesome degradation products produced by hydrolysis or radiolysis leading to 

dibutyl  phosphate and monobutyl phosphate. These degradation products are toxic and add 

complexity to the stripping stages when present,123,124 they therefore reduce the overall extraction 

efficiency whilst  increasing the tendency toward third phase formation. To overcome these 

limitations various organophosphorus ligands have been developed and tested for nuclear 

reprocessing.85 Such chemistries include phosphine oxides, other phosphates and CMPOs. This 

review does not discuss organophosphorus ligands in detail as many organophosphorus ligands 

have been tested and this is not the target for this project. Many organophosphorus ligands 

demonstrate great promise, but all have the same limitation, their inability to completely 

incinerate after use, generating secondary contaminated waste. This disadvantage adds more 

steps and costs to reprocessing which can be overcome by use of entirely CHON containing 

molecules. 
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Figure 12: Chemical structures of TBP, and its troublesome degradation products dibutyl 
phosphate and monobutyl phosphate 

In 1960, T. H. Sidall suggested N,N-dialkylamides as replacement extractants for TBP,125 due to 

improvements over TBP as most were less soluble in the aqueous phase, less prone to hydrolysis, 

radiolysis, and oxidation. Despite these findings, Sidall was keen not to move away from 

organophosphorus ligands and published his findings on CMPs.126 These hybrid  ligands had their 

own degradation problems but were capable of extracting the trivalent actinides, proving the 

effectiveness of the amide group at chelating to the actinides and the affinity of bidentate ligands 

for trivalent species.127  

Amide-based ligands such as the monoamides, diglycolamides, and malonamides have proven 

to be effective extractants, overcoming limitations faced by organophosphorus ligands.128 The 

ligands in question are entirely CHON containing, therefore are entirely incinerable whilst also 

providing other favourable properties for nuclear reprocessing. Due to the prevalence of amide-

based ligands among advanced PTs it is incredibly likely that the following ligands will see 

industrial  use in the future.  

 

1.2.1. Monoamides : Extract ants for  Hexavalent and Tetrav alent 
Species 

Although chemically simple, monoamides are highly effective ligands for the extraction of tetra- 

and hexavalent species like uranium and plutonium,129ɀ131 this extraction can be tailored via the 

structure of the alkyl groups to achieve desired separation factors. DEHiBA, N,N-di(2-
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ethylhexyl)isobutyramide (Figure 13) is a specialised monoamide ligand used in step 1 of the 

GANEX process for the selective extraction of uranium.132ɀ135 The GANEX process recovers 99.9% 

uranium at a high purity, then coextraction of the transuranic elements ensues via more complex 

multidentate ligands. The initial  separation of uranium simplifies any future transmutation of 

these materials and reduces proliferation risks.10 Alternatively , DEHiBA has received recent 

attention in the US for high assay low enriched uranium (HALEU), removing reliance on Russia for 

valuable resources.91,92 

 

Figure 13: Chemical structure of N,N-di(2-ethylhexyl)isobutyramide, DEHiBA 

As DEHiBA extracts uranium, GANEX has the potential to replace PUREX entirely, alternatively 

N,N-di(2-ethylhexyl)butyramide DEHBA can be used to extract uranium and plutonium due to its 

marginal difference in structure, if plutonium extraction is desirable. As these monoamides are 

compatible with nitric acid,  whilst providing a good resistance to radiolysis and hydrolysis they 

are well suited for nuclear reprocessing.136 DEHiBAȭs selectivity toward uranium is reliant on the 

oxygen donor atom but is heavily influenced by its alkyl groups. Modification of the branched 

isobutyl group to a linear butyl group, DEHBA, reduces the separation factor between uranium and 

plutonium facilitating the extraction of uranium and plutonium. Addition ally, DEHBA 

demonstrates improved extraction efficiency for uranium compared to the more branched 

DEHiBA as it is less hindered.137,138 As the extraction efficiency for uranium decreases when 

switching from DEHBA to DEHiBA so too does the extraction efficiency for plutonium, but to a 

greater extent, therefore, DEHiBA is more selective toward uranium alone making it the ligand of 

choice for GANEX.  
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DEHiBA addresses and overcomes many of the flaws with  TBP, these include: TBPs inability to 

incinerate at end of life leading to large volumes of secondary low-level radioactive waste, the 

generation of degradation products that decrease the stripping efficiency of TBP, and third phase 

formation at high metal loading. These advantages make DEHiBA an attractive alternative, yet a 

strong driving force is necessary for the nuclear industry to adopt such a change as new facilities 

will be needed for this process and a multitude of hot testing is likely needed. It is imperative that 

work in the area of partitioning continues to support and promote this advancement in nuclear 

waste management. The simplicity of DEHiBAȭs structure is improves its chemical stability  but also 

improves feasibility for large -scale, low-cost manufacture. This helps drive down the cost of 

nuclear reprocessing. 

Due to the diverse structures of monoamides that have been tested and are available (Figure 

14) it is unlikely that all reprocessing facilities in the future will adopt  monoamides, or even the 

same monoamide.139 However, the core synthetic step will be the amide bond formation, 

combining a carbonyl group typically with a bulky secondary amine, especially as many promising 

amide ligands have limited functional groups aside from the amide bond. The structure will likely 

be dictated by the process chosen and aims of the fuel cycle, for example GANEX opts to use 

DEHiBA due to the requirement to selectively extract only uranium in the first step. Whereas some 

nations/ organisations may prefer DEHBA or alternative monoamides due to specific benefits. It is 

likely that monoamides will be employed in future industrial reprocessing, with specific interest 

from CEA, similar empirical formulae to DEHiBA can be expected as these medium length alkyl 

chains (6-8 carbons) have proven most effective in testing.140 Alternatively, DEHBA and DHOA, 

(N,N-dihexyloctanamide) are direct replacements for TBP, offering improvements over TBP whilst 

still extracting both uranium and plutonium and may be preferred in some cases.141 These 
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promising monoamide replacements for TBP also show potential for neptunium recovery further 

adding to the benefits that these extractants offer.142 

 

Figure 14: Chemical structures of a variety of monoamides that have been tested for nuclear 
reprocessing, emphasising the diversity of alkyl groups  

The synthesis of DEHiBA and the other monoamide ligands is relatively simple, this is likely why 

there is little literature on the synthesis of this otherwise thoroughly investigated extractant. 

Remarkably, there is no literature optimising the synthesis of these monoamide ligands despite 

the limited availability and relatively high cost of these research materials. Instead, the 

publications that synthesise these molecules opt to enlist highly reactive (acyl chloride), costly 

reagents due to their effectiveness at achieving high yields and ease of purification on a small 

scale.130 Despite these reagents being readily available on a small scale they are less accessible on 

a large scale and provide avoidable storage and handling risks in large quantities.143 Specifically 

the reagents mentioned are acyl chlorides (Scheme 1), often derivatised from carboxylic acids. 

Not all publications use the acyl chloride, however the majority of the literature refers to 

procedures that use an acyl chloride starting material.55,142ɀ145 Acyl chlorides are more expensive 

than their respective carboxylic acid logically, generate toxic waste gases, and are prone to fast 

paced exothermic reactions.146ɀ148 If the an acyl chloride is necessary to synthesise tonnes of 

ligands it may be more appropriate to synthesise the acyl chloride in situ via a chlorinating agent 

such as thionyl chloride (SOCl2), which is another highly reactive and toxic reagent (Scheme 1). 
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Although this synthetic route often leads to high product yields, the production of toxic hydrogen 

chloride and sulphur oxide gases plus challenging anhydrous conditions are essential increasing 

process complexity and cost. Of course, this route is common practice in the pharmaceutical 

industry , and is even used in large scale pharmaceutical manufacture,149 however alternative 

routes are possible and should be compared instead of defaulting to a route, especially when 

manufacturing any significant volume of ligand.150ɀ156 With the technology available today this task 

can be automated via high throughput screening, although there is a significant cost/equipment  

barrier to this.157,158 

 

Scheme 1: A commonly published synthetic route to monoamides via an acyl chloride, with an 
example chlorination  step included 

There is a plethora of literature describing synthetic routes to amides, with new methodologies 

published annually. These novel methods often aim to improve environmental metrics and 

efficiency compared to traditional methods overcoming the need for stoichiometric activating 

agents that are not atom uneconomical and could be applicable to ligands like DEHiBA.154 The main 

uncertainty with  moving to these new techniques is that most published methods synthesise 

secondary amides using primary amines whereas amides of interest to PTs are typically tertiary 

using more hindered (branched) secondary amines so may not be applicable.155 An example of this 

incompatibility is highlighted by CDI (carbonyl diimidazole), a highly effective activating agent that 

has been widely used for amide synthesis.150 To its detriment CDI is typically used for secondary 

amide synthesis as CDI alone struggles to mediate the synthesis of bulky tertiary amides. The 

literature generally suggests that CDI is ineffective toward bulky secondary amines unless the 

amine is first combined with CDI and iodomethane.159,160  
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In conclusion, monoamides are promising ligands destined for deployment in industrial 

reprocessing, a good understanding of their properties has been established where DEHiBA is of 

most interest to a uranium only extraction such as GANEX 1st cycle or for HALEU. However, more 

literature is needed to better guide the synthesis of these tertiary amid es, providing options and 

comparison of possible synthetic routes for researchers to pursue and guide estimations of cost 

for ligands used in economic evaluations of nuclear reprocessing. A host of synthetic routes also 

provides backup routes in the event that the chosen route becomes unviable due to supply chain 

shortcomings. Further  research into the synthesis of these molecules can reduce barriers to 

research and the cost of these high cost research materials aiding the transition  toward 

deployment of advanced PTs. 

1.2.2. DEHiBA: The Selective Extraction of Uranium(VI)  

Whilst DEHiBA has received continued interest for decades for its selective extraction of 

uranium which has led to the development of the GANEX flowsheet.92,131 Many process variables 

have been investigated using DEHiBA to extract uranium(VI) throughout the literature , however 

it can be difficult to compare extractions due to the number of relevant variables: type/structure 

of ligand, ligand concentration, metal (uranium) concentration, nitric acid concentration, phase 

(SA) ratio, and temperature. The difference in uranium/metal concentration between publications 

often makes comparison between extraction studies challenging,161,162 with no publications 

investigating all variables (to our knowledge) and few investigating more than three of these 

variables. The investigation of all variables would lead to hundreds if not thousands of conditions 

to be explored when changing one variable at a time to optimise the extraction of uranium(VI). 

Generally, however trends for each variable can be understood and largely predicted, particularly 

when using 1.0-6.0 M nitric acid concentrations, a commonly investigated variable. Therefore, 

models are commonly employed to predict these extractions due to good fundamental 
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understanding and published data.92,135 The investigation of temperature and SA ratio has however 

seen little investigation despite the significant influence of temperature on the exothermic 

extraction and the ability to influence operational throughput respectively.94,163 Few publications 

acknowledge the need to understand the influence of temperature on the extraction of species like 

uranium, despite the potential consequences of incomplete extraction or coextraction of nuclides. 

As for throughput, many publications solely investigate a 1:1 SA ratio which is likely sub-optimal 

in terms of loading the organic phase although the concentration of each phase can be tailored to 

account for this to some extent. 

The majority of accessible data for the extraction of uranium with DEHiBA focuses on lab-scale 

batch extractions, however many variables have not been investigated in the available literature, 

potentially resulting in under optimised processes. It would be beneficial to see more of these 

variables screened and optimised in the literature, not only for DEHiBA but other ligands of 

interest to better inform the development of processes in the future.  

G. B. Hall et al. recently published uranium extraction data using 1.5 M DEHiBA to extract 

varying concentrations of uranium from 0.1 M up to 1.25 M across 0.1-6.0 M nitric acid 

concentration. This work aimed to intensify the process of extracting uranium for the purpose of 

HALEU recovery in the United States. Although 1.5 M DEHiBA has been previously investigated in 

the literature, uranium concentrations have been very low, often using tracer concentrations and 

not quoting specific concentrations. These investigations used 1.5 M DEHiBA solutions to 

maximise uranium(VI) loading of the organic phase, demonstrating benefits in terms of the 

extraction efficiency over 1.0 M DEHiBA,125,138,164 finding no issues with third phase formation. The 

publication mentions potential viscosity restraints for the organic phase but does not provide 

quantifiable data, only potential problems.165 Despite the aim to maximise uranium loading in the 

organic phase, SA ratio was not investigated. Lower SA ratios (using a greater volume of aqueous 
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phase) would likely achieve higher uranium loading of the organic phase avoiding such high 

aqueous uranium concentrations that likely have high aqueous viscosity, causing handling or 

process issues. Additionally, this study refers to loss of performance with elevated temperature,94 

but does not reference the temperature for these extractions, it would be beneficial and interesting 

to measure these extractions across a range of realistic temperatures, for example 15-40 °C, in 

addition to monitoring the temperature of the system to see how exothermic these extractions are 

and whether uranium concentration affects this. 

 

Figure 15: Distribution ratios for uranium( VI) across a range of uranium(VI) and nitric acid 
concentrations using 1.5 M DEHiBA at a 1:1 SA ratio, taken from G. B. Hall et al.92 
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1.2.3. Diamides : Targeting the Selective Extraction of Transuranic 
Elements 

As monoamides typically favour chelation to tetra- and hexavalent metal ions, additional ligands 

and steps are needed to completely remove all the actinides, particularly curium and americium 

that typically exist in the trivalent state.166 EURO-GANEX is one of the promising steps after GANEX 

1st cycle for the extraction of plutonium, neptunium, americium, and curium via diamides with 2 

or 3 oxygen donor atoms (Figure 16) facilitating chelation to a range of oxidation states including 

trivalent species. As previously mentioned, aqueous holdback/stripping agents are required to 

avoid the extraction of unwanted species like zirconium and the lanthanides with the actinides.120 

 

Figure 16: The chemical structure of a malonamide167 (left) and a diglycolamide168 (right)  

Diamide ligands, most notably malonamides and diglycolamides (DGAs) have generated a lot of 

attention for their extraction properties  in the nuclear reprocessing community (Figure 16).85 

Malonamides are bidentate ligands that have shown promise for the extraction of trivalent f-block 

elements and plutonium.169 Their success is largely down to their ability to avoid third phase 

formation in most solvents and in the presence of nitric acid a common issue faced by many ligands 

that must be avoided in a reprocessing facility.170  

.ȟ.-Dimethyl-.ȟ.-dioctylhexylethoxymalonamide (DMDOHEMA) is a ligand used in the 

EURO-GANEX process to reduce third phase formation whilst increasing Pu loading via its 

bidentate nature. The ether backbone group largely increases the complexity of DMDOHEMAs 

synthesis, yet it plays a pivotal role in the organic solubility and resistance to third phase 

formation.171  
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Figure 17: The chemical structure of .ȟ.-Dimethyl-.ȟ.-dioctylhexylethoxymalonamide 
(DMDOHEMA) 

Diglycolamides emerged in the 1990s as another promising diamide extractant technology.172 

These tridentate ligands became renowned for their powerful ability to extract trivalent f -block 

elements, a crucial discovery for the recovery of americium. Diglycolamides offer better 

distribution ratios  than malonamides for trivalent actinides whilst  their tridentate nature reduces 

the number of ligands per metal ion. The use of malonamides in conjunction with diglycolamides 

provides an excellent framework for transuranic extraction, as seen in the EURO-GANEX process 

where .ȟ.ȟ.ȭȟ.ȭ-tetra-n-octyl diglycolamide (TODGA, Figure 18) and DMDOHEMA work hand in 

hand. Although multi -ligand processes can achieve desired process outcomes, the complexity of 

the overall process escalates over time due to radiation effects on the ligands producing a 

multitude of degradation products that may have unfavourable interactions. This results in a 

concentration reduction of the desired ligands which need monitoring and adjusting to maintain 

performance and selective extraction. Therefore, a simpler system is desirable and constant 

research aims to achieve this. 

 

Figure 18: Chemical Structure of .ȟ.ȟ.ȭȟ.ȭ-tetra-n-octyl diglycolamide (TODGA) 

Diglycolamides are effective extractants for trivalent actinides and lanthanides in preference to 

other metal ions such as the transition metals in irradiated nuclear fuel. This is due to their 

tridentate  nature and the hard-soft acid base concept as previously described.108ɀ110 Similar to the 

monoamides the diamides extraction properties are highly dependent on the chains bound to the 
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amine groups of the amide. This has been extensively tested and verified by altering these chains 

from straight alkyl, to branched alkyl, through to aryl groups.173,174 To summarise, bulkier, 

sterically hindered ligands demonstrate reduced complexation ability , compared to shorter chains 

that provide more effective chelation, and so, higher distribution ratios . Despite this, 

diglycolamides with short alkyl chains have higher aqueous solubility and are more prone to third 

phase formation, therefore a balance between short and long alkyl chains is needed to be optimum. 

Aryl groups were not found to be as suitable, therefore, the most promising diglycolamide was 

identified as TODGA (Figure 18) as the medium length alkyl groups provide well balanced 

properties.  

Nevertheless, TODGA is not a perfect ligand, foremost it has reduced extraction efficiency to 

improve its solubility, however there are other diglycolamides of interest that are utilised across 

different  advanced PTs. Two of which have modified alkyl groups, whi lst the other possess a 

slightly modified backbone (Figure 19). The first to mention is TEDGA, .ȟ.ȟ.ȭȟ.ȭ-tetraethyl 

diglycolamide, a water soluble diglycolamide ÕÓÅÄ ÁÓ Á ȬÈÏÌÄ-ÂÁÃËȭ ÒÅÁÇÅÎÔ for similar motivations 

to SO3-Ph-BTBP however in this case preferentially chelating to the lanthanides not the trivalent 

actinides. TEDGA is used in the EXAm (extraction of americium) process and is present in the 

aqueous phase to hinder the extraction of unwanted lanthanides into the organic phase for 

selective americium extraction, beneficially this hold back reagent is CHON compliant however the 

organic extractants are not.73 Alternatively, T2EHDGA, .ȟ.ȟ.ȭȟ.ȭ-tetra-2-ethylhexyl diglycolamide 

is a similar ligand to TODGA empirically  but with  branched alkyl chains adding further steric 

hinderance.173 T2EHDGA is under consideration for use in the ALSEP (actinide-lanthanide 

separation) process as an alternative TODGA exhibiting similar overall performance with some 

loss in extraction efficiency and the need for a phase modifier to avoid third phase formation.175,176 

Although TEDGA and T2EHDGA are structurally  different to TODGA their synthesis will be very 
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similar to the synthesis of TODGA revolving around the necessary amide bond formations. 

Therefore, by optimising the synthesis of TODGA the optimal reaction conditions and workup will 

likely  be similar. Recent literature has shown an interest in diglycolamides with modified 

backbones, a common example is 2-(2-(dioctylamino) -2-oxoethoxy)-N,N-dioctylpropanamide 

(TWE21), however more extensive modifications have also been investigated such as the 

replacement of the ether linkage with a nitrogen, ÁÎÄ Á ȰÒÉÇÉÄÉÆÉÅÄ ÇÌÙÃÏÌÁÍÉÄÅȱ.177 TWE21 is 

another potential alternative to TODGA that possesses an extra methyl on its backbone and could 

see use in the iSANEX and EURO-GANEX processes as a replacement for TODGA.7,14,65 The extra 

methyl group influences the basicity of the central oxygen atom whilst modifying the steric 

interaction of this molecule with ionic species, both of which are known to impact a the ligands 

performance. Iqbal et al.177 found that the increased basicity of the central oxygen atom from the 

methyl group in TWE21 did not make up for the more challenging steric constraint, resulting in a 

poorer performance compared to TODGA. 

 

Figure 19: The chemical structures of TODGA, T2EHDA, TEDGA and TWE21 
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In summary, a whole host of interesting ligands for the partitioning of irradiated nuclear fuel 

have been identified and efforts continue to improve on the current state of the art to alleviate 

problems faced by current flowsheets. Many of these ligands show promise and offer highly 

desirable properties for reprocessing, however, most of these technologies rely on ligand 

combinations for actinide-lanthanide partitioning , increasing the complexity and cost of 

reprocessing. The future of reprocessing will likely see the simplification of PTs by reducing the 

number of ligands used. However, any successful ligands must meet many demands whilst being 

economically viable, therefore the synthesis of promising ligands requires more attention and 

optimisation. As amides and diamides are very popular groups of ligands it is imperative that their 

synthesis is investigated to ensure their viability. The next section introduces the topic of amide 

synthesis, a transformation that is crucial to the success of this work and of extreme importance 

to the chemical industry.  

 

1.3. Amide Bond Formations  

Amide bonds are abundant in everyday life, forming the DNA upon which life relies, to the 

pharmaceuticals, medicines, and vaccines that we rely upon. Amide bond formations are essential 

in both the natural and synthetic world, and yet we still have not mastered this Ȭsimpleȭ 

transformation, relying on atom inefficient processes to achieve a task so common in nature. 

Finding a general Ȱgreenȱ method to amide bonds that avoids the use of additional, stoichiometric 

reagents that do not contribute to the final product mass is of great importance to pharmaceutical 

and specialty chemical manufacturers and has been for well over a decade.150,155,178 
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Scheme 2: The retrosynthesis of a tertiary amide 

Carboxylic acids (Scheme 2) are often used by process chemists as a starting material for amide 

synthesis due to their  abundance and low cost, in addition to being more benign than other 

functional groups like anhydrides and acyl chlorides which may be commercially available but are 

typically more expensive. Such functionalities are often derived from the carboxylic acid, hence the 

increased cost, yet the need for activating agents with the carboxylic acids can outweigh the 

benefits of using these materials.  

In addition to a carboxylic acid, the corresponding amine is also required, unfortunately the 

transformation does not progress upon the combination of these raw materials alone. Instead, the 

combination results in a proton shift from the carboxylic acid to the amine (Scheme 3).154 

 

Scheme 3: Salting upon combination of a carboxylic acid and primary amine 

Consequently, this salting hinders nucleophilic attack from the amine, requiring the need to 

overcome a high energy barrier to achieve amide bond formation. Instead of forcing this direct 

amidation with high temperatures and pressures that can degrade organic materials, synthetic 

chemists more commonly exploit stoichiometric coupling reagents. These reagents lower the 

energy barrier by generating a reactive intermediate prior to  amide bond formation and are 

discussed in more detail later in this section (Scheme 4). 
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Scheme 4: Activation of a generalised carboxylic acid via a coupling reagent, followed by a 
nucleophilic substitution from the amine, removing the good leaving group 

The reagents listed in Table 1 are examples of common coupling reagents, employed to enhance 

the reactivity  of carboxylic acids, generating an activated intermediate susceptible to nucleophilic 

attack, resulting in a subsequent reaction like amination to yield an amide bond (Scheme 4); 

Ultimately, this transformation is at the expense of a stoichiometric reagent that does not 

contribute to the mass of the final product resulting in increased waste volumes and further waste 

when purifying the product. Coupling reagents are often highly reactive towards water, for some 

the reagent is simply deactivated, whereas for others the reaction is vicious adding safety 

considerations and challenges when working with large volumes of these materials. 

Table 1: A comparison of molecular weights for common coupling agents highlighting the atom 
efficiency when employing each. (see list of abbreviations for compound names.) 
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Thionyl chloride and oxalyl chloride are excellent chlorinating reagents that have seen use for 

decades, however upon exposure to water the reaction is vigorous and releases toxic gases. The 

danger and toxicity of coupling reagents is understandable from the previous statement alone, 

however, their ability to cross link amino acids and interfere with DNA should not be 

underestimated. These properties make it difficult to work with these reagents, especially on the 

large scale. Not to mention the wasteful nature of these reagents due to their  poor atom efficiency.  

Without a good leaving group the conversion of carboxylic aids to amides requires a high energy 

barrier to be overcome. To overcome this energy barrier, high temperatures (for organic 

chemistry) and/ or catalysis are alternative methodologies to coupling reagents (Scheme 5). Other 

reaction pathways to amide bonds can be found in the literature . However, these methods are often 

immature with niche applications, thus are yet to replace coupling reagents as a general approach 

to amide bond formations.155,179ɀ183  

 

Scheme 5: Examples of amide bond formation reactions. A modified figure from T. Sheppard et 
al.155  
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In 2007 the ACS Green Chemistry Institute Pharmaceutical Roundtable (GCIPR) voted Ȱamide 

bond formations avoiding poor atom economy reagentsȱ as a high priority challenge that needs 

addressing.184 Since 2007 research has continued globally to develop greener strategies for amide 

synthesis, most of which focus on catalytic methods. Despite its sustainable reputation, catalysis 

does not ensure that the reaction will be greener or cleaner. This has been highlighted by Sheppard 

et al.155 who identified  and discussed the advantages and disadvantages of catalytic amide bond 

formations. This paper included process mass intensity (PMI) data for various amidation methods 

in the literature to compare the green credentials of various routes, finding that current catalytic 

techniques do not yet meet all the requirements to replace coupling reagents and can often be 

more wasteful. It is often desirable for reactions to feature low PMI, whilst provid ing high product 

yields with high purity  and retrievability  using affordable, cost friendly reagents that do not 

possess risks that infringe on safety especially when large scale production is required. In 2018, 

11 years on from the ACS GCIPR meeting and publication a follow up paper was published,185 this 

time involving more pharmaceutical companies and again green issues in the industry were 

discussed and assessed. Unsurprisingly , cleaner amide synthesis was again a top requirement, this 

time titled  Ȱ'ÅÎÅÒÁÌ ÍÅÔÈÏÄÓ ÆÏÒ ÃÁÔÁÌÙÔÉÃȾÓÕÓÔÁÉÎÁÂÌÅ ÁÍÉÄÅ ÓÙÎÔÈÅÓÉÓȱ. This further  reinforces 

that since the initial  publication in 2007 the scientific community has yet to find an all-purpose, 

atom efficient route to the amide bond, hence the reliance on stoichiometric coupling reagents 

remains prevalent in the chemical industry.  

Dunetz et al.186 further emphasised the reliance on coupling reagents by publishing a review on 

large scale amide bond formations in the pharmaceutical industry. This review showcases the 

abundance of coupling reagents that are used on the large scale whilst  discussing the pros and cons 

from an industrial perspective.  
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The popularity of EDC, 1-ethyl-3-ɉσᴂ-dimethylaminopropyl) -carbodiimide hydrochloride  is 

highlighted as the coupling reagent of choice for amide synthesis (Figure 20). This carbodiimide, 

EDC and its corresponding urea by-product, EDU (1-ethyl-3-ɉσᴂ-dimethylaminopropyl) -urea) are 

considerably more soluble than other popular carbodiimides such as DCC 

(.ȟ.ȭ-dicyclohexylcarbodiimide) and DIC ɉ.ȟ.ȭ-diisopropylcarbodiimide)  providing much of its 

success. Of all the reagents described in Figure 20 boric acid and the boronic acids are the only 

catalytic reagents listed. As previously mentioned, catalytic amidations are a relatively immature 

technology that often lacks general applicability . However, with  more time and research, catalytic 

methods may start to displace the dominance of stoichiometric reagents, alas for now reagents like 

EDC, thionyl chloride, and CDI are here to stay. 

 

Figure 20: A modified figure displaying the popularity of coupling reagents used for amide bond 
formations on the industrial scale.186 See the reference for the full names of these coupling 

reagents. Costs were mostly taken from Merck/Sigma Aldrich in 2022 although some could not 
be found the volume or weight costs were then calculated as a cost per mole. 
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Carbodiimides like EDC are so effective because they are prone to nucleophilic attack from a 

wide range of carboxylic acid containing target molecules to yield an activated ester, otherwise 

known as the O-acylisourea.187 This reactive intermediate then has three options, it  can undergo 

nucleophilic attack from the amine to yield the amide. This process eliminates the urea by-product 

EDU. Alternatively, another carboxylic acid can attack the reactive intermediate to yield the 

corresponding anhydride which is still susceptible to nucleophilic attack from the amine, 

regenerating the carboxylic acid and forming the amide but consuming an equivalent of coupling 

reagent. Disadvantageously, the O-acylisourea can rearrange via an acyl shift to yield the 

unreactive N-acylurea by-product, as indicated in Figure 21, consequently this consumes the 

carboxylic acid and coupling reagent. These three routes are illustrated in Figure 21 for benzoic 

acid and a general secondary amine, illustrating general pathways by which EDC and other 

carbodiimides like DCC can follow. 
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Figure 21: Three reaction pathways for amide synthesis using EDC, benzoic acid, and a general 
amine. 

EDC is advantageous when it comes to product purification  as both EDC and EDU are highly 

water soluble and can be removed via a simple water wash. This is often true for the N-acylurea 

by-product; hence the crude product can be mostly purified with relative ease. However, other 

carbodiimides like DCC, the urea by-product, DCU (N,N-dicyclohexylurea) is insoluble in most 

organic solvents, therefore reactions result in precipitation and frequently require filtration to 

remove this by-product, this adds further cost and process steps/complications reinforcing the 

preference for EDC over other carbodiimides. 
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Chlorinating agents are another widely used coupling reagent in academia and industry for the 
generation of acyl chlorides that can then react with an amine to yield the amide (

 

Scheme 6). Thionyl chloride and oxalyl chloride are two popular chlorination agents being 

somewhat safer than alternatives like phosgene and triphosgene that are more difficult to handle 

especially on the large scale adding an often avoidable risk. Though it should be noted that these 

reagents are all heavily toxic and release toxic gases when making and using them, therefore are 

harmful reagents to the environment. These reagents still see widespread use and popularity 

because of their exceptional compatibility and ability to achieve high product yields in a short time 

with ease of purification. As chemistry moves toward net zero, alternatives will be needed and 

these reagents may be phased out, therefore it is essential that significant investment in 

generalised, green methodologies for amide bond formation are pursued and identified. 

 

Scheme 6: Generalised chlorination of a carboxylic acid and subsequent amination to yield an 
amide. 

The Schotten-Bauman reaction (Scheme 7) is commonly practiced for amide synthesis and has 

been used to synthesise amide containing ligands like TODGA.188 Here, an aqueous base such as 

sodium hydroxide is employed to mop up the eliminated HCl. Alternatively , organic bases like 

triethylamine can be employed avoiding the use of an aqueous phase, proving to be a popular 

methodology for the synthesis of amides like DEHiBA.54 As most of the publications that synthesise 

extractants for nuclear reprocessing require small quantities of these molecules for testing, acyl 

chloride is often the starting material of choice due to availability and robustness of these 
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reactions.188 This avoids the more challenging chlorination step and achieves a good yield in a 

single step. Alternatively  early publications that discuss the synthesis of diglycolamides start with 

the cyclic anhydrides whilst  later publications use a chlorinating agent to generate the acyl 

chloride. To our knowledge ligands for nuclear reprocessing have not yet been synthesised 

without the use of a coupling reagent or an activated starting material. As these ligands are 

chemically simple (despite the use of secondary amines), in comparison to active pharmaceutical 

ingredients (APIs), an effort should be made for these amides to be synthesised via alternative, 

cleaner routes, reducing the cost of manufacture and environmental burden prior to  scale-up. 

 

Scheme 7: Generalised tertiary amide bond formation via the Schotten-Baumann reaction. 

It should be mentioned that enzymatic amidation reactions are reported in the literature ,189 and 

even used in for large-scale manufacture of amide bonds by giants like Pfizer.190 However, these 

enzymes are typically highly specialised and limited in their substrate scope, often requiring  days 

for reactions to complete, this makes them unlikely candidates for the synthesis of ligands like 

DEHiBA and TODGA without targeted research to identify a suitable enzyme. Beneficially however, 

when a suitable enzyme is identified the synthetic process is highly efficient and selective which is 

beneficial for complicated and typically highly selective pharmaceutical synthesis.  

The screening of amide bond transformations is often vital to find suitable reagents compatible 

with the desired starting materials. This process is typically time consuming, labour intensive and 

wasteful, however automated solid and liquid handlers paired with well plates allows dozens of 

batch reactions and conditions to be screened with minimal interaction, speeding up the screening 

process prior to the optimisation and comparison of promising synthetic routes.158,191ɀ196 
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Unfortunately however, there is a significant cost barrier to this equipment hindering access to 

this powerful resource. Self-optimising flow reactors offer the capability to screen multiple 

synthetic routes at once, by exploring and optimising multiple continuous and discrete 

variables,197 however this is more complex than an automated batch system with more limitations. 

These limitations include incompatibility with non-homogenous reactions, limited solvent 

screening and an inability to perform reactions simultaneously. Additionally , each solution must 

be prepared likely by a human and as some solutions are unstable degradation over the course of 

the campaign can lead to bias. A simpler option is the individual screening and optimisation of 

synthetic routes in continuous flow using self-optimising flow reactors. The data from each 

synthetic route can then be compared to identify an optimum route and conditions.156 

 

1.4. Flow Chemistry  

Over recent ÙÅÁÒÓ ÔÈÅ ÏÒÇÁÎÉÃ ÃÈÅÍÉÓÔȭÓ ÔÏÏÌËÉÔ ÈÁÓ ÉÍÐÒÏÖÅÄ ÁÎÄ ÄÉÖÅÒÓÉÆÉÅÄ with influence 

from industry 3.0 and 4.0.198ɀ200 One of the most significant changes has been the development of 

continuous flow chemistry, especially small scale flow reactors for lab-scale research 

purposes.189,190 Batch chemistry in glass vessels has long been the primary option for chemists 

when synthesising and purifying target materials, however, flow chemistry provides ample and 

new opportunit ies especially automation and process intensification.201ɀ206 Despite many 

considering flow chemistry as a replacement to traditional batch chemistry, the reality is more 

complex and flow chemistry should be considered a complementary technique to conventional 

batch chemistry as not all chemistry is suited for continuous flow.207 Flow chemistry is the act of 

flowing reagents as a continuous stream, this can take place through various media such as 

reactors and separators to achieve chemical transformations or purifications respectively. The 
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development of lab-scale flow equipment enables more efficient process development to take this. 

This can minimise waste volumes , and the ease of scalability means that little R&D is required to 

transition a lab-scale flow reaction to a larger flow platform so long as the flow path and heat 

transfer does not change significantly.208,209 The term flow reactor encompasses both continuous 

stirred tank reactors (CSTRs) and plug flow reactors (PFRs, Figure 22) such as tubular, plate, and 

microfluidics.210ɀ213 

 

Figure 22: illustration s of typical continuous stirred tank reactor,214 and a plug flow reactor.215 

Plug flow reactors are beneficial for high throughput reaction optimisation due to their  

compatibility with automation and ability to reach steady state quickly with certainty when 

changing reaction conditions, minimising waste volumes which can be essential when using costly 

materials.216 Comparatively, CSTRs have broader residence time distributions than PFRs (Figure 

23) which can lead to cross contamination between reaction conditions and longer wait times for 

steady state which extends the overall optimisation time whilst consuming more material than an 

automated optimisation in a PFR.217 Advantageously CSTRs can handle solids better than PFRs and 

provide better mixing, which can be needed when performing liquid -liquid extractions in 

continuous flow or for multiphasic reactions like the Schotten-Baumann reaction.218 Overall PFRs 

are well suited to research where small scale, high throughput experimentation is of great 

importance, offering greater experimental throughput whilst using less material per experiment 
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which can save on reagent costs which could be essential when using costly reagents and 

intermediates. To further reduce this cost, slug flow can be adopted removing diffusion across the 

reactor and thus the need to wait for steady state, although this adds complexity to the setup and 

sampling for online or offline analysis.216,219 

 

Figure 23: Typical residence time distribution of a CSTR and a PFR, reproduced from N. Kapur220 

Despite the advantages that continuous flow chemistry offers, batch reactors and processes 

have been standard practice at both the small and large scale for decades. This is mostly due to 

their  robustness and operational ease, yet batch chemistry carries limitations, most notably the 

level of control over the reaction and difficulties with process intensification. PFRs possess smaller 

dimensions for enhanced control over the reaction, such as better mixing, and enhanced heat 

transfer.221,222 These offerings can enhance product quality and reaction efficiency by hindering 

unwanted side reactions.223 A major benefit of PFRs is the excellent heat transfer properties, 

requiring  reduced energy input to heat or cool solutions, further reducing operational costs.224ɀ227 

Thus solutions can be evenly heated or cooled for enhanced process control ensuring quality 

control. Additionally , when heated reaction solutions are exposed to ambient conditions they 

equilibrate quickly to the surrounding temperature unless insulated.224 This can be used to quench 



 

 
73 

reactions quickly, aids to control of exothermic runaway reactions and reduces safety concerns of 

hot effluents.  

PFRs are popular due to their narrow temperature profiles across the reaction mixture in 

combination with enhanced mixing, facilitating the ability to avoid unwanted reaction pathways, 

minimising the formation of by-products or degradation products.228 Additional ly, flow chemistry 

supports the safer use of toxic reagents, pressurised reactions, and gases as reagents with relative 

ease.224,229 The hazard of using dangerous and toxic reagents or intermediates can be heavily 

reduced due to small reaction volumes without limiting product volumes,230 additionally, 

hazardous and sensitive intermediates can be telescoped allowing a secondary chemical 

transformation to take place removing the need to isolate and handle dangerous materials.231 

Flow chemistry opens the door to new possibilities for new and old chemistry allowing access 

to novel process windows and cost savings that can be achieved via improved energy efficiency 

when heating or cooling solutions, simpler purification s due to reduced by-products, higher 

yields/purity  or select starting material consumption. These are prime examples why flow 

chemistry is becoming extremely attractive in both academia and industry with giants like BASF, 

AstraZeneca, and Pfizer transitioning chemistry into continuous flow as early as the discovery 

stage.209,232ɀ237  

Despite the potential advantages of flow chemistry, not all chemistry is suited for continuous 

flow, and does not always provide advantages over batch chemistry. A review by Hartman et al.238 

discusses the merits of batch and flow chemistry, finding that reaction performance when using 

flow does not necessarily exceed batch, plus developing a process in flow is often more time-

consuming and requires a more specialist skillset and equipment.207,238 Flow chemistry does 

however offer an easier route to scale-up compared to batch chemistry due to better mixing of 
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reagents and even temperature profiles across the reactions. Alternatively  reactions can be scaled 

out and product can be generated continuously.115 Further limitations for continuous flow 

typically include an incompatibility with  solids and precipitate formation, therefore starting 

materials must be soluble prior to the reaction, following this the reaction mixture should remain 

in the liquid phase to avoid problems.204 Not all reactors and pumps are incompatible with solids, 

for example nanoparticle synthesis and catalysis are accessible in flow, however these chemistries 

are particularly prone to reactor fouling.238  

To its benefit, flow chemistry is compatible with automation and high throughput 

experimentation for both reaction screening and optimisation.239 This allows a large number of 

reaction conditions to be investigated in a short amount of time or continuously without the need 

for human interaction.240 Traditional reaction screening and optimisation is a long, expensive and 

tedious process in batch when performed manually. The long process of repeatedly weighing out 

material for each reaction vessel can be mostly avoided in flow where several reservoirs can be 

used for hundreds of experiments. This can further  enhance the reproducibility of these reactions 

reducing human error from repeated weighing, although degradation or precipitation of stock 

solutions can be problematic and should be monitored.  

Flow chemistry is therefore a complementary technology to batch chemistry, allowing suitable 

chemistry to be investigated in novel ways, facilitating process intensification to improve process 

metrics. Yet continuous flow is not compatible with all chemistries and may not offer benefits over 

batch chemistry, particularly for reactions with slow kinetics or liquid -solid systems that can be 

better suited to batch chemistry. To summarise, flow chemistry can be a powerful synthetic tool 

when used under the correct circumstances, facilitating process intensification via access to novel 

process windows, but is not a replacement technology.241,242  



 

 
75 

 

1.4.1. Self-Optimising Flow Platforms  

The integration of automation (industry 3.0)  with flow chemistry has become popular for 

chemical synthesis over recent years.243,244 To expand and improve on this, the inclusion of 

machine learning (industry 4.0)  with automated flow chemistry has seen the rise of self-optimising 

flow reactors/platforms  capable of optimising single and multi-step synthesis.245 These 

machine-learning driven platforms can locate optimum conditions for a given reaction in minimal 

time and experiments compared to traditional one variable at a time synthetic optimisation.246 

Automated chemical optimisation via self-optimising flow platforms is typically more accessible 

than published automated batch platforms that employ robotic liquid and solid handlers used for 

automated library  synthesis only requiring pumps and temperature controllers capable of 

communicating with a computer and the ability to code.247ɀ249 The use of machine learning 

algorithms to optimise objectives is an efficient advancement over statistically driven Design of 

Experiments (DoE) capable of solving more complex problems and identifying global optima.250 

DoE has been used in abundance to optimise many reaction steps but it does not enable complete 

autonomy.251,252 To complete the automation loop self-optimising flow platforms require a form of 

inline/ online analytics for process monitoring and the quantification of experimental outcomes, 

this adds complexity and cost to these setups depending on the analysis however a simple UV-Vis 

spectrometer can be sufficient. A whole host of process analytics have been used in combination 

with flow such as infrared (IR) spectroscopy, UV-Vis spectroscopy, high performance liquid 

chromatography (HPLC), benchtop NMR spectroscopy, gas chromatography (GC), and mass 

spectrometry.243,253ɀ256  
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Figure 24: A simple self-optimising flow reactor setup where the pump and reactor temperature 
are controlled by the optimisation algorithm via a feedback loop. 

As flow chemistry is so well suited to automation plus the ability to conduct chemical 

manufacture in an economic and sustainable manner, especially with lab-scale flow equipment, 

there is no wonder why reaction optimisation in continuous flow has received great 

interest.233,257,258 Continuous flow enables temperature, residence time, pressure, reactant 

concentration, and equivalency to be accurately controlled with ease, reducing error and 

improving repeatability . With such a range of variables that can be optimised the task becomes 

very complex and time consuming for a human. Machine-learning algorithms such as SNOBFIT 

(Stable Noisy Optimisation by Branch and FIT),259 BOAEI (Bayesian Optimisation with Adaptive 

Expected Improvement),260 and TS-EMO (Thompson sampling efficient multi-objective 

optimi sation) provide efficient solutions to this complex task, allowing multiple variables to be 

changed at once where a human could only change one to understand the impact of that 

variable.261 These algorithms are not discussed in detail here (see references for further detail), 

but are able to find global or local optima for a given objective. Whilst SNOBFIT an BOAEI work 

towards the optimisation of a single objective such as yield or purity , TS-EMO can optimise 

multiple objectives simultaneously. Typically, multi -objective algorithms are employed for 

conflicting objectives such as product throughput/ space-time yield (STY) and reaction mass 
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efficiency (RME). If a reaction has slow kinetics these objectives usually compete.156,197 The 

algorithm optimises each objective individually as well as the conditions in between where a 

trade-off between the two objectives is met. As both objectives cannot be optimised under the 

same conditions, a trade-off curve is identified, otherwise known as the Pareto front  (Figure 

25).262 The Pareto ÆÒÏÎÔ ÃÏÎÔÁÉÎÓ Á ÈÏÓÔ ÏÆ ÐÒÏÍÉÓÉÎÇ ÃÏÎÄÉÔÉÏÎÓ ÆÒÏÍ ×ÈÉÃÈ ÔÈÅ ȬÂÅÓÔȭ ÃÁÎ ÂÅ 

chosen for scale-up subjective to which objective is more favourable alongside any other process 

metrics of interest such as cost or yield.  

 

Figure 25: A depiction of the Pareto front for two given objectives.262  

Examples of self-optimising flow chemistry are demonstrated throughout the literature , mostly 

focussing on the synthesis of molecules and a recent focus on telescoping chemical 

transformations, again mostly the synthesis steps.156,228,243,245,255,260,263ɀ266 Crucially the success of 

these platforms has been demonstrated through the optimisation of synthetic steps to the 

industrially relevant  Osimertinib (AZD9291) using the SNOBFIT algorithm.245 Other successes 

include nanoparticle synthesis,267 Claisen condensation reactions,266 and SNAr transformations53 

to name a few. Overall, a high level of success has been achieved with these reactors, where 

optimum reaction conditions are identifiable in minimal experiments compared to traditional 

approaches. However, these case-studies typically focus on the front end of chemical manufacture 

achieving a crude product with exceptional process metrics without obtaining a pure product 
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which is usually required. The purification of organic material can be complex, with many options 

and variables to be optimised. The development of methodologies for lab-scale purification 

optimisations is a logical progression for self-optimising flow platforms. Lab scale 

purification/separation equipment is available and has been applied to purifications in continuous 

flow, however the optimisation of such processes has seen limited interest in the literature.268ɀ274  

This area of research is applicable to real world problems where it can cut down on costs and 

labour so that chemists can focus on more pressing problems instead of monotonous manual tasks 

that can be achieved through automation. As the nuclear reprocessing field focuses on testing the 

performance of ligands and flowsheets, the cost-effective large-scale manufacture of ligands to 

achieve this requires more attention. The application of self-optimising flow platforms is a 

promising route and methodology to achieve this task in a resource, time, and cost-effective 

manner. 

 

1.5. Summary  

This literature review introduces the benefits and challenges faced by the next generation of 

nuclear reprocessing flowsheets that can extend the supply of energy dense materials and rare 

earth metals. The industrial uptake of such processes is cost intensive, firstly requiring highly 

tailored processes and ligands to selectively extract target nuclides from a hostile environment in 

a safe and predictable manner. The ligands in question are constantly under development and 

testing, but a few of these are highly likely to be implemented in a future reprocessing facility. 

There are limited suppliers for these high value research materials and with little to no demand 

outside of the nuclear industry the cost to purchase these materials can be limiting with many 

publications choosing to manufacture the materials themselves, albeit on a small gram scale. 
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Large-scale testing of these ligands is necessary to ensure scalability of these processes, therefore 

access to large volumes of ligands is required but can be a barrier to research due to high costs and 

unoptimized synthetic routes to these ligands in the literature. The development, optimisation, 

and publication of different routes to these molecules of interest would alleviate this barrier to 

research, allowing researchers to further the technology readiness level of flowsheets like GANEX 

as well as optimise these processes and future processes. 

DEHiBA has been identified as a molecule of great interest to the research community whilst 

being a simpler ligand with minimal steps for manufacture. Recent attention from the United States 

further demonstrates the relevance of this material and need for further research into its 

manufacture and performance testing. Currently it is unknown what effect impurities will have on 

the extraction of uranium or other radionuclides therefore the testing of DEHiBA from differing 

synthetic routes will aid to understand the effect of potential degradation products or impurities. 

There are many variables that can be optimised for the extraction of elements from irradiated 

nuclear fuel with major factors being type/structure of ligand, ligand concentration, metal 

(uranium) concentration, nitric acid concentration, phase (SA) ratio, and temperature. Although 

the type/structure of ligand is commonly compared throughout the literature, other variables, 

particularly ligand and metal concentration, SA ratio, and temperature receive lesser attention. 

The optimisation of these variables can maximise throughput reducing operational time ensuring 

irradiated fuel that can be reprocessed in a timely manner, whilst increasing extraction efficiency, 

minimising the number of extraction stages and thus capital and operational cost.  

Although DEHiBA has been identified for this work , more complex ligands like TODGA are of 

great interest and require similar research and optimisation. The methodologies employed in this 

work are applicable to various other ligands, so long as each step is broken down individually and 

not telescoped, it is possible to optimise a telescoped flow platform, however more advanced 
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methodologies will likely be needed for such multi -step, telescoped reaction optimisations. 

Nevertheless it is possible through these methodologies to optimise the manufacture of other 

ligands, including more complex structures by investigating the efficient manufacture of DEHiBA 

allowing specialised ligands to be tested more thoroughly by reducing a cost barrier to research. 

 

1.6. Project Motivations  

As the nuclear industry enters a new era where the world looks to it for a solution to the climate 

crisis, the sustainability of nuclear fission must be ensured. Although nuclear energy has a low 

carbon footprint, the fuel, uranium is a finite resource. This is a threat that impacts the long-term 

viability of this technology. Nuclear reprocessing and recycling offer a solution to improve the 

sustainability and extend the supply of nuclear fuel.1, 2 Nuclear reprocessing is practiced on the 

industrial scale, however the current technology is old, expensive, and deemed unfeasible by most 

nations. Replacement and complimentary reprocessing technologies have been under 

development for decades to ensure their robustness prior to industrial implementation.3 These 

technologies primarily utilise organic ligand extractants to selectively partition nuclear fuel. This 

enables the selective recycling of elements for reuse as more nuclear fuel, in the future the recovery 

of other rare, less radioactive elements like Iridium may be feasible to further extend supply.  

These organic ligands have undergone thorough testing to ensure their effectiveness and 

suitability but have not yet been deemed economically viable. The literature is sparse with specific 

synthetic routes to these ligands and to our knowledge there is no literature describing and 

comparing suitable synthetic routes to these ligands. Furthermore, the synthetic optimisation of 

these ligands to reduce their cost is yet to be published. This gap in the literature may well limit 

the appeal and uptake of these technologies.  
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The implementation of flow chemistry to synthesise these ligands in addition to the 

identification of multiple routes and conditions for their manufacture will enable cheaper and 

wider access to these ligands.  

 

1.7. Project  Aims & Objectives  

This project aims to identify an efficient process/methodology for the manufacture of organic 

ligands for use in advanced nuclear reprocessing, specifically focussing on the synthesis and 

subsequent purification of N,N-(di -2-ethylhexyl)isobutyramide (DEHiBA). This involves the 

exploration, optimisation, and evaluation of synthetic and purification routes, using industry 4.0 

optimisation techniques to identify  a highly efficient and scalable process. Specifically, the project 

employs automated flow reactor platforms for the optimisation of chemical transformations via 

machine-learning algorithms to efficiently optimise key process metrics and identify promising 

reaction conditions for continuous on-demand manufacture. 

Subsequently, DEHiBA from these optimisations will be tested for the forward extraction of 

uranium and verified against commercially sourced DEHiBA and the available literature data. The 

suitability of the optimised manufacture routes will be assessed here ensuring that starting 

materials, impurities and degradation products do not hinder the forward extraction of uranium, 

ensuring DEHiBA can be manufactured via these routes. To expand on the available literature data, 

variables like SA ratio, nitric acid concentration, and ligand concentration will be investigated for 

a more efficient extraction of uranium(VI).  
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1.8. Thesis Overview  

The results chapters of this thesis are in the order: DEHiBA synthesis optimisation, continuous 

DEHiBA purification optimisation, and then performance testing of DEHiBA, benchmarking against 

literature data by extracting uranium(VI) from aqueous media. The work in these chapters was 

not completed in that order due to equipment development needed for the purification in flow 

optimisations. The synthesis chapter was first completed, next purification studies began in batch 

of differing crude products that were available from the synthetic optimisations, this generated 

enough purified DEHiBA for uranium extraction studies to begin, finally the purification of DEHiBA 

was optimised in continuous flow. During the uranium extraction work the bulb for the UV-Vis 

spectrometer deteriorated and halted repeats and further optimisation work  that was planned. A 

new bulb could not be sourced as the supplier would not ship to the UK, instead a different UV-Vis 

spectrometer was purchased, however this arrived too late into my PhD studies and no further 

work was completed or analysed with this new spectrometer. The inability to analyse the 

extraction experiments meant that work then began on the continuous purification optimisations. 

Thus, these chapters are not in chronological order and the uranium extraction chapter does not 

use purified DEHiBA from the continuous purification optimisation chapter. 

Repeatability was ensured for the continuous flow optimisation chapters prior to any 

optimisation, this ensured reliability of the data as sampling/analysis only occurred when steady 

state had been achieved. This was done using random experimental conditions and analysing via 

online HPLC and offline GC-FID where applicable. Experiments were repeated in randomised 

orders and a range of wait times/reactor volumes to determine when steady state had been 

achieved. Process metrics quoted were highly reproducible due to the exceptional control that 

continuous flow has over the reaction or purification. Following the optimisation promising 

conditions were repeated along with random experimental conditions to ensure reliability, all of 
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which were highly repeatable to the significant figures quoted, plus HPLC and GC-FID analysis 

were found to be in agreement with one another. 

1.9. References 

м aΦ ¦ǎƳŀƴ ŀƴŘ aΦ wŀŘǳƭŜǎŎǳΣ 9ȄŀƳƛƴƛƴƎ ǘƘŜ ǊƻƭŜ ƻŦ ƴǳŎƭŜŀǊ ŀƴŘ ǊŜƴŜǿŀōƭŜ ŜƴŜǊƎȅ ƛƴ ǊŜŘǳŎƛƴƎ 

ŎŀǊōƻƴ ŦƻƻǘǇǊƛƴǘΥ ŘƻŜǎ ǘƘŜ ǊƻƭŜ ƻŦ ǘŜŎƘƴƻƭƻƎƛŎŀƭ ƛƴƴƻǾŀǘƛƻƴ ǊŜŀƭƭȅ ŎǊŜŀǘŜ ǎƻƳŜ ŘƛŦŦŜǊŜƴŎŜΚΣ 

{ŎƛŜƴŎŜ ƻŦ ¢ƘŜ ¢ƻǘŀƭ 9ƴǾƛǊƻƴƳŜƴǘΣ нлннΣ упмΣ мрссснΦ 

н {Φ DŀōǊƛŜƭΣ !Φ .ŀǎŎƘǿƛǘȊΣ DΦ aŀǘƘƻƴƴƛŝǊŜΣ ¢Φ 9ƭŜƻǳŜǘ ŀƴŘ CΦ CƛȊŀƛƴŜΣ ! ŎǊƛǘƛŎŀƭ ŀǎǎŜǎǎƳŜƴǘ ƻŦ Ǝƭƻōŀƭ 

ǳǊŀƴƛǳƳ ǊŜǎƻǳǊŎŜǎΣ ƛƴŎƭǳŘƛƴƎ ǳǊŀƴƛǳƳ ƛƴ ǇƘƻǎǇƘŀǘŜ ǊƻŎƪǎΣ ŀƴŘ ǘƘŜ ǇƻǎǎƛōƭŜ ƛƳǇŀŎǘ ƻŦ ǳǊŀƴƛǳƳ 

ǎƘƻǊǘŀƎŜǎ ƻƴ ƴǳŎƭŜŀǊ ǇƻǿŜǊ ŦƭŜŜǘǎΣ !ƴƴ bǳŎƭ 9ƴŜǊƎȅΣ нлмоΣ руΣ нмоςннлΦ 

о wΦ ¢ŀȅƭƻǊΣ wŜǇǊƻŎŜǎǎƛƴƎ ŀƴŘ ǊŜŎȅŎƭƛƴƎ ƻŦ ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭΣ 9ƭǎŜǾƛŜǊΣ нлмрΦ 

п {Φ ²ƛŘŘŜǊΣ .ŜƴŜŦƛǘǎ ŀƴŘ ŎƻƴŎŜǊƴǎ ƻŦ ŀ ŎƭƻǎŜŘ ƴǳŎƭŜŀǊ ŦǳŜƭ ŎȅŎƭŜΣ WƻǳǊƴŀƭ ƻŦ ǊŜƴŜǿŀōƭŜ ŀƴŘ 

ǎǳǎǘŀƛƴŀōƭŜ ŜƴŜǊƎȅΦ 

р WΦ wΦ 9ƛǎŜǊ ŀƴŘ WΦ ±ŀƴ ŘŜǊ tƭƛƎǘΣ .ŜƭƛŜŦ ŀƴŘ ǾŀƭǳŜǎ ƛƴ ǘƘŜ ƴǳŎƭŜŀǊ ŘŜōŀǘŜ мΣ W !ǇǇƭ {ƻŎ tǎȅŎƘƻƭΣ мфтфΣ 

фΣ рнпςросΦ 

с WΦ 9Φ .ƛǊƪŜǘǘΣ aΦ WΦ /ŀǊǊƻǘǘΣ hΦ 5Φ CƻȄΣ /Φ WΦ WƻƴŜǎΣ /Φ WΦ aŀƘŜǊΣ /Φ ± wƻǳōŜΣ wΦ WΦ ¢ŀȅƭƻǊ ŀƴŘ 5Φ !Φ 

²ƻƻŘƘŜŀŘΣ wŜŎŜƴǘ ŘŜǾŜƭƻǇƳŜƴǘǎ ƛƴ ǘƘŜ tǳǊŜȄ ǇǊƻŎŜǎǎ ŦƻǊ ƴǳŎƭŜŀǊ ŦǳŜƭ ǊŜǇǊƻŎŜǎǎƛƴƎΥ /ƻƳǇƭŜȄŀƴǘ 

ōŀǎŜŘ ǎǘǊƛǇǇƛƴƎ ŦƻǊ ǳǊŀƴƛǳƳκǇƭǳǘƻƴƛǳƳ ǎŜǇŀǊŀǘƛƻƴΣ /ƘƛƳƛŀ ό!ŀǊŀǳύΣ нллрΣ рфΣ уфуΦ 

т !Φ DŜƛǎǘΣ wΦ ¢ŀȅƭƻǊΣ /Φ 9ƪōŜǊƎΣ tΦ DǳƛƭōŀǳŘΣ DΦ aƻŘƻƭƻ ŀƴŘ {Φ .ƻǳǊƎΣ ¢ƘŜ {!/{9{{ ƘȅŘǊƻƳŜǘŀƭƭǳǊƎȅ 

ŘƻƳŀƛƴτŀƴ ƻǾŜǊǾƛŜǿΣ tǊƻŎŜŘƛŀ /ƘŜƳΣ нлмсΣ нмΣ нмуςнннΦ 

у tΦ .ŀǊƻƴΣ {Φ aΦ /ƻǊƴŜǘΣ 9Φ 5Φ /ƻƭƭƛƴǎΣ DΦ 5Ŝ!ƴƎŜƭƛǎΣ DΦ 5Ŝƭ /ǳƭΣ ¸Φ CŜŘƻǊƻǾΣ WΦ tΦ DƭŀǘȊΣ ±Φ LƎƴŀǘƛŜǾΣ ¢Φ 

LƴƻǳŜ ŀƴŘ !Φ YƘŀǇŜǊǎƪŀȅŀΣ ! ǊŜǾƛŜǿ ƻŦ ǎŜǇŀǊŀǘƛƻƴ ǇǊƻŎŜǎǎŜǎ ǇǊƻǇƻǎŜŘ ŦƻǊ ŀŘǾŀƴŎŜŘ ŦǳŜƭ ŎȅŎƭŜǎ 

ōŀǎŜŘ ƻƴ ǘŜŎƘƴƻƭƻƎȅ ǊŜŀŘƛƴŜǎǎ ƭŜǾŜƭ ŀǎǎŜǎǎƳŜƴǘǎΣ tǊƻƎǊŜǎǎ ƛƴ bǳŎƭŜŀǊ 9ƴŜǊƎȅΣ нлмфΣ ммтΣ млолфмΦ 

ф YΦ [Φ bŀǎƘ ŀƴŘ DΦ WΦ [ǳƳŜǘǘŀΣ !ŘǾŀƴŎŜŘ ǎŜǇŀǊŀǘƛƻƴ ǘŜŎƘƴƛǉǳŜǎ ŦƻǊ ƴǳŎƭŜŀǊ ŦǳŜƭ ǊŜǇǊƻŎŜǎǎƛƴƎ ŀƴŘ 

ǊŀŘƛƻŀŎǘƛǾŜ ǿŀǎǘŜ ǘǊŜŀǘƳŜƴǘΣ 9ƭǎŜǾƛŜǊΣ нлммΦ 

мл DΦ aƻŘƻƭƻΣ !Φ DŜƛǎǘ ŀƴŘ aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ aƛƴƻǊ ŀŎǘƛƴƛŘŜ ǎŜǇŀǊŀǘƛƻƴǎ ƛƴ ǘƘŜ ǊŜǇǊƻŎŜǎǎƛƴƎ ƻŦ 

ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭǎΥ ǊŜŎŜƴǘ ŀŘǾŀƴŎŜǎ ƛƴ 9ǳǊƻǇŜΣ wŜǇǊƻŎŜǎǎƛƴƎ ŀƴŘ ǊŜŎȅŎƭƛƴƎ ƻŦ ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭΣ 

нлмрΣ нпрςнутΦ 
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мм !Φ DŜƛǎǘΣ WΦπaΦ !ŘƴŜǘΣ {Φ .ƻǳǊƎΣ /Φ 9ƪōŜǊƎΣ IΦ DŀƭłƴΣ tΦ DǳƛƭōŀǳŘΣ aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ DΦ aƻŘƻƭƻΣ /Φ 

wƘƻŘŜǎ ŀƴŘ wΦ ¢ŀȅƭƻǊΣ !ƴ ƻǾŜǊǾƛŜǿ ƻŦ ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ǇǊƻŎŜǎǎŜǎ ŘŜǾŜƭƻǇŜŘ ƛƴ 9ǳǊƻǇŜ ŦƻǊ 

ŀŘǾŀƴŎŜŘ ƴǳŎƭŜŀǊ ŦǳŜƭ ǊŜŎȅŎƭƛƴƎΣ ǇŀǊǘ мτIŜǘŜǊƻƎŜƴŜƻǳǎ ǊŜŎȅŎƭƛƴƎΣ {ŜǇ {Ŏƛ ¢ŜŎƘƴƻƭΣ нлнмΣ рсΣ 

муссςмуумΦ 

мн aΦ /ŀǊǊƻǘǘΣ YΦ .ŜƭƭΣ WΦ .ǊƻǿƴΣ !Φ DŜƛǎǘΣ /Φ DǊŜƎǎƻƴΣ ·Φ IŝǊŜǎΣ /Φ aŀƘŜǊΣ wΦ aŀƭƳōŜŎƪΣ /Φ aŀǎƻƴ ŀƴŘ 

DΦ aƻŘƻƭƻΣ 5ŜǾŜƭƻǇƳŜƴǘ ƻŦ ŀ ƴŜǿ ŦƭƻǿǎƘŜŜǘ ŦƻǊ ŎƻπǎŜǇŀǊŀǘƛƴƎ ǘƘŜ ǘǊŀƴǎǳǊŀƴƛŎ ŀŎǘƛƴƛŘŜǎΥ ǘƘŜ 

ά9¦whπD!b9·έ ǇǊƻŎŜǎǎΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлмпΣ онΣ пптςпстΦ 

мо aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ [Φ /ƘŀǊŜȅǊŜΣ /Φ {ƻǊŜƭΣ LΦ .ƛǎŜƭΣ tΦ .ŀǊƻƴ ŀƴŘ aΦ aŀǎǎƻƴΣ 5ŜǾŜƭƻǇƳŜƴǘ ƻŦ ǘƘŜ 

D!b9· ǇǊƻŎŜǎǎ ŦƻǊ ǘƘŜ ǊŜǇǊƻŎŜǎǎƛƴƎ ƻŦ DŜƴ L± ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭǎΦ 

мп {Φ .ƻǳǊƎΣ !Φ DŜƛǎǘΣ WΦπaΦ !ŘƴŜǘΣ /Φ wƘƻŘŜǎ ŀƴŘ .Φ /Φ IŀƴǎƻƴΣ tŀǊǘƛǘƛƻƴƛƴƎ ŀƴŘ ǘǊŀƴǎƳǳǘŀǘƛƻƴ 

ǎǘǊŀǘŜƎȅ wϧ5 ŦƻǊ ƴǳŎƭŜŀǊ ǎǇŜƴǘ ŦǳŜƭΥ ǘƘŜ {!/{9{{ ŀƴŘ D9bLhw{ ǇǊƻƧŜŎǘǎΣ 9tW bǳŎƭŜŀǊ {ŎƛŜƴŎŜǎ ϧ 

¢ŜŎƘƴƻƭƻƎƛŜǎΣ нлнлΣ сΣ орΦ 

мр !Φ CΦ IƻƭŘǎǿƻǊǘƘΣ IΦ 9ŎŎƭŜǎΣ /Φ !Φ {ƘŀǊǊŀŘ ŀƴŘ YΦ DŜƻǊƎŜΣ ƛƴ ²ŀǎǘŜΣ a5tLΣ нлноΣ ǾƻƭΦ мΣ ǇǇΦ нпфς

нсоΦ 

мс aΦ .ǳƴƴΣ WΦ tΦ IƻƭŘǊŜƴΣ {Φ CŜǘǘŜǊ ŀƴŘ .Φ ±ŀƴ 5ŜǊ ½ǿŀŀƴΣ ¢ƘŜ ŜŎƻƴƻƳƛŎǎ ƻŦ ǊŜǇǊƻŎŜǎǎƛƴƎ ǾŜǊǎǳǎ 

ŘƛǊŜŎǘ ŘƛǎǇƻǎŀƭ ƻŦ ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭΣ bǳŎƭ ¢ŜŎƘƴƻƭΣ нллрΣ мрлΣ нлфςнолΦ 

мт 9Φ ¦Y ŀƴŘ LΦ {ǘǊŀǘŜƎȅΣ Ψ9ƴŜǊƎȅ ǿƘƛǘŜ ǇŀǇŜǊΥ tƻǿŜǊƛƴƎ ƻǳǊ ƴŜǘ ȊŜǊƻ ŦǳǘǳǊŜΣ 5ŜǇǘΦ .ǳǎΦΣ 9ƴŜǊƎȅ LƴŘΦ 

{ǘǊŀǘŜƎȅΣ ¦YΣ ¢ŜŎƘΦ wŜǇΦ //{лннлмпплфлΣ /tΦ 

му WΦ .Φ DǊŜŜƴōƭŀǘǘΣ bΦ wΦ .ǊƻǿƴΣ wΦ {ƭŀȅōŀǳƎƘΣ ¢Φ ²ƛƭƪǎΣ 9Φ {ǘŜǿŀǊǘ ŀƴŘ {Φ ¢Φ aŎ/ƻȅΣ ¢ƘŜ ŦǳǘǳǊŜ ƻŦ ƭƻǿπ

ŎŀǊōƻƴ ŜƭŜŎǘǊƛŎƛǘȅΣ !ƴƴǳ wŜǾ 9ƴǾƛǊƻƴ wŜǎƻǳǊΣ нлмтΣ пнΣ нуфςомсΦ 

мф !Φ /ƘŜǊǇΣ ±Φ ±ƛƴƛŎƘŜƴƪƻΣ WΦ WŜǿŜƭƭΣ aΦ {ǳȊǳƪƛ ŀƴŘ aΦ !ƴǘŀƭΣ /ƻƳǇŀǊƛƴƎ ŜƭŜŎǘǊƛŎƛǘȅ ǘǊŀƴǎƛǘƛƻƴǎΥ ! 

ƘƛǎǘƻǊƛŎŀƭ ŀƴŀƭȅǎƛǎ ƻŦ ƴǳŎƭŜŀǊΣ ǿƛƴŘ ŀƴŘ ǎƻƭŀǊ ǇƻǿŜǊ ƛƴ DŜǊƳŀƴȅ ŀƴŘ WŀǇŀƴΣ 9ƴŜǊƎȅ tƻƭƛŎȅΣ нлмтΣ 

млмΣ смнςснуΦ 

нл DΦ IŀǊǊƛǎΣ tΦ IŜǇǘƻƴǎǘŀƭƭΣ wΦ DǊƻǎǎ ŀƴŘ 5Φ IŀƴŘƭŜȅΣ /ƻǎǘ ŜǎǘƛƳŀǘŜǎ ŦƻǊ ƴǳŎƭŜŀǊ ǇƻǿŜǊ ƛƴ ǘƘŜ ¦YΣ 

9ƴŜǊƎȅ tƻƭƛŎȅΣ нлмоΣ снΣ помςппнΦ 

нм aΦ .ŜǊǘƘŞƭŜƳȅ ŀƴŘ [Φ 9Φ wŀƴƎŜƭΣ bǳŎƭŜŀǊ ǊŜŀŎǘƻǊǎΩ ŎƻƴǎǘǊǳŎǘƛƻƴ ŎƻǎǘǎΥ ¢ƘŜ ǊƻƭŜ ƻŦ ƭŜŀŘπǘƛƳŜΣ 

ǎǘŀƴŘŀǊŘƛȊŀǘƛƻƴ ŀƴŘ ǘŜŎƘƴƻƭƻƎƛŎŀƭ ǇǊƻƎǊŜǎǎΣ 9ƴŜǊƎȅ tƻƭƛŎȅΣ нлмрΣ унΣ ммуςмолΦ 
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нн !Φ /ƘŜǊǇΣ ±Φ ±ƛƴƛŎƘŜƴƪƻΣ WΦ WŜǿŜƭƭΣ aΦ {ǳȊǳƪƛ ŀƴŘ aΦ !ƴǘŀƭΣ /ƻƳǇŀǊƛƴƎ ŜƭŜŎǘǊƛŎƛǘȅ ǘǊŀƴǎƛǘƛƻƴǎΥ ! 

ƘƛǎǘƻǊƛŎŀƭ ŀƴŀƭȅǎƛǎ ƻŦ ƴǳŎƭŜŀǊΣ ǿƛƴŘ ŀƴŘ ǎƻƭŀǊ ǇƻǿŜǊ ƛƴ DŜǊƳŀƴȅ ŀƴŘ WŀǇŀƴΣ 9ƴŜǊƎȅ tƻƭƛŎȅΣ нлмтΣ 

млмΣ смнςснуΦ 

но aΦ .ŜǊǘƘŞƭŜƳȅ ŀƴŘ [Φ 9Φ wŀƴƎŜƭΣ bǳŎƭŜŀǊ ǊŜŀŎǘƻǊǎΩ ŎƻƴǎǘǊǳŎǘƛƻƴ ŎƻǎǘǎΥ ¢ƘŜ ǊƻƭŜ ƻŦ ƭŜŀŘπǘƛƳŜΣ 

ǎǘŀƴŘŀǊŘƛȊŀǘƛƻƴ ŀƴŘ ǘŜŎƘƴƻƭƻƎƛŎŀƭ ǇǊƻƎǊŜǎǎΣ 9ƴŜǊƎȅ tƻƭƛŎȅΣ нлмрΣ унΣ ммуςмолΦ 

нп tΦ {ƭƻǾƛŎΣ WΦ IΦ Cƭȅƴƴ ŀƴŘ aΦ [ŀȅƳŀƴΣ tŜǊŎŜƛǾŜŘ ǊƛǎƪΣ ǘǊǳǎǘΣ ŀƴŘ ǘƘŜ ǇƻƭƛǘƛŎǎ ƻŦ ƴǳŎƭŜŀǊ ǿŀǎǘŜΣ 

{ŎƛŜƴŎŜ όмфтфύΣ мффмΣ нрпΣ мслоςмслтΦ 

нр ¦ƴƛǘŜŘ {ǘŀǘŜǎ DƻǾŜǊƴƳŜƴǘ !ŎŎƻǳƴǘŀōƛƭƛǘȅ hŦŦƛŎŜΣ b¦/[9!w C¦9[ /¸/[9 ht¢Lhb{ 5h9 bŜŜŘǎ ǘƻ 

9ƴƘŀƴŎŜ tƭŀƴƴƛƴƎ ŦƻǊ ¢ŜŎƘƴƻƭƻƎȅ !ǎǎŜǎǎƳŜƴǘ ŀƴŘ /ƻƭƭŀōƻǊŀǘƛƻƴ ǿƛǘƘ LƴŘǳǎǘǊȅ ŀƴŘ hǘƘŜǊΣ нлммΦ 

нс L!9!ΦƻǊƎΣ ¢ƘŜ 5ŀǘŀōŀǎŜ ƻƴ bǳŎƭŜŀǊ tƻǿŜǊ wŜŀŎǘƻǊǎΦ 

нт 5Φ ŦƻǊ .Φ 9Φ ŀƴŘ LΦ {Φ DƻǾΦ ¦Φ bǳŎƭŜŀǊ 5ŜŎƻƳƳƛǎǎƛƻƴƛƴƎ !ǳǘƘƻǊƛǘȅΣ нлмф ¦Y wŀŘƛƻŀŎǘƛǾŜ ²ŀǎǘŜ 

LƴǾŜƴǘƻǊȅΣ нлмфΦ 

ну DΦ aŀŎYŜǊǊƻƴΣ aǳƭǘƛǇƭŜ ŎƘŀƭƭŜƴƎŜǎΥ bǳŎƭŜŀǊ ǿŀǎǘŜ ƎƻǾŜǊƴŀƴŎŜ ƛƴ ǘƘŜ ¦ƴƛǘŜŘ YƛƴƎŘƻƳΣ bǳŎƭŜŀǊ 

ǿŀǎǘŜ ƎƻǾŜǊƴŀƴŎŜΥ !ƴ ƛƴǘŜǊƴŀǘƛƻƴŀƭ ŎƻƳǇŀǊƛǎƻƴΣ нлмрΣ млмςммсΦ 

нф /Φ tƻƛƴǎǎƻǘΣ /Φ wƻǎǘŀƛƴƎΣ {Φ DǊŜŀƴŘƧŜŀƴ ŀƴŘ .Φ .ƻǳƭƭƛǎΣ wŜŎȅŎƭƛƴƎ ǘƘŜ ŀŎǘƛƴƛŘŜǎΣ ǘƘŜ ŎƻǊƴŜǊǎǘƻƴŜ ƻŦ 

ŀƴȅ ǎǳǎǘŀƛƴŀōƭŜ ƴǳŎƭŜŀǊ ŦǳŜƭ ŎȅŎƭŜǎΣ tǊƻŎŜŘƛŀ /ƘŜƳΣ нлмнΣ тΣ опфςортΦ 

ол YΦ {Φ {ƘǊŀŘŜǊπCǊŜŎƘŜǘǘŜΣ .ǳǊȅƛƴƎ ǳƴŎŜǊǘŀƛƴǘȅΥ wƛǎƪ ŀƴŘ ǘƘŜ ŎŀǎŜ ŀƎŀƛƴǎǘ ƎŜƻƭƻƎƛŎŀƭ ŘƛǎǇƻǎŀƭ ƻŦ 

ƴǳŎƭŜŀǊ ǿŀǎǘŜΣ ¦ƴƛǾ ƻŦ /ŀƭƛŦƻǊƴƛŀ tǊŜǎǎΣ мффоΦ 

ом {Φ !Φ !ƴǎŀǊƛΣ tΦ tŀǘƘŀƪΣ tΦ YΦ aƻƘŀǇŀǘǊŀ ŀƴŘ ±Φ YΦ aŀƴŎƘŀƴŘŀΣ /ƘŜƳƛǎǘǊȅ ƻŦ ŘƛƎƭȅŎƻƭŀƳƛŘŜǎΥ 

ǇǊƻƳƛǎƛƴƎ ŜȄǘǊŀŎǘŀƴǘǎ ŦƻǊ ŀŎǘƛƴƛŘŜ ǇŀǊǘƛǘƛƻƴƛƴƎΣ /ƘŜƳ wŜǾΣ нлмнΣ ммнΣ мтрмςмттнΦ 

он ²ƻǊƭŘ bǳŎƭŜŀǊ !ǎǎƻŎƛŀǘƛƻƴΣ b¦/[9!w C¦9[ /¸/[9 tǊƻŎŜǎǎƛƴƎ ƻŦ ¦ǎŜŘ bǳŎƭŜŀǊ CǳŜƭΦ 

оо aΦ {ŎƘƴŜƛŘŜǊ ŀƴŘ ¸Φ aŀǊƛƎƴŀŎΣ {ǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭ ǊŜǇǊƻŎŜǎǎƛƴƎ ƛƴ CǊŀƴŎŜΣ LƴǘŜǊƴŀǘƛƻƴŀƭ tŀƴŜƭ ƻƴ 

CƛǎǎƛƭŜ aŀǘŜǊƛŀƭǎ όLtCaύΣ нллуΦ 

оп YΦ [Φ bŀǎƘ ŀƴŘ DΦ wΦ /ƘƻǇǇƛƴΣ ƛƴ {ŜǇŀǊŀǘƛƻƴǎ ƻŦ Ŧ 9ƭŜƳŜƴǘǎΣ {ǇǊƛƴƎŜǊΣ мффрΣ ǇǇΦ мςуΦ 

ор [Φ .Φ {ƛƭǾŜǊƛƻ ŀƴŘ ²Φ ŘŜ vǳŜƛǊƻȊ [ŀƳŀǎΣ !ƴ ŀƴŀƭȅǎƛǎ ƻŦ ŘŜǾŜƭƻǇƳŜƴǘ ŀƴŘ ǊŜǎŜŀǊŎƘ ƻƴ ǎǇŜƴǘ ƴǳŎƭŜŀǊ 

ŦǳŜƭ ǊŜǇǊƻŎŜǎǎƛƴƎΣ 9ƴŜǊƎȅ tƻƭƛŎȅΣ нлммΣ офΣ нумςнуфΦ 

ос .Φ IΦ tŀǊƪΣ CΦ DŀƻΣ 9Φ Yǿƻƴ ŀƴŘ ²Φ Lƭ YƻΣ /ƻƳǇŀǊŀǘƛǾŜ ǎǘǳŘȅ ƻŦ ŘƛŦŦŜǊŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭ ŎȅŎƭŜ ƻǇǘƛƻƴǎΥ 

ǉǳŀƴǘƛǘŀǘƛǾŜ ŀƴŀƭȅǎƛǎ ƻƴ ƳŀǘŜǊƛŀƭ ŦƭƻǿΣ 9ƴŜǊƎȅ tƻƭƛŎȅΣ нлммΣ офΣ сфмсςсфнпΦ 
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от DΦ 5Ŝ wƻƻ ŀƴŘ WΦ 9Φ tŀǊǎƻƴǎΣ ! ƳŜǘƘƻŘƻƭƻƎȅ ŦƻǊ ŎŀƭŎǳƭŀǘƛƴƎ ǘƘŜ ƭŜǾŜƭƛȊŜŘ Ŏƻǎǘ ƻŦ ŜƭŜŎǘǊƛŎƛǘȅ ƛƴ 

ƴǳŎƭŜŀǊ ǇƻǿŜǊ ǎȅǎǘŜƳǎ ǿƛǘƘ ŦǳŜƭ ǊŜŎȅŎƭƛƴƎΣ 9ƴŜǊƎȅ 9ŎƻƴΣ нлммΣ ооΣ унсςуофΦ 

оу {Φ ²ƛŘŘŜǊΣ .ŜƴŜŦƛǘǎ ŀƴŘ ŎƻƴŎŜǊƴǎ ƻŦ ŀ ŎƭƻǎŜŘ ƴǳŎƭŜŀǊ ŦǳŜƭ ŎȅŎƭŜΣ WƻǳǊƴŀƭ ƻŦ ǊŜƴŜǿŀōƭŜ ŀƴŘ 

ǎǳǎǘŀƛƴŀōƭŜ ŜƴŜǊƎȅΦ 

оф DΦ 5Ŝ wƻƻ ŀƴŘ WΦ 9Φ tŀǊǎƻƴǎΣ bǳŎƭŜŀǊ ŦǳŜƭ ǊŜŎȅŎƭƛƴƎΣ ǘƘŜ ǾŀƭǳŜ ƻŦ ǘƘŜ ǎŜǇŀǊŀǘŜŘ ǘǊŀƴǎǳǊŀƴƛŎǎ ŀƴŘ 

ǘƘŜ ƭŜǾŜƭƛȊŜŘ Ŏƻǎǘ ƻŦ ŜƭŜŎǘǊƛŎƛǘȅΣ !ǾŀƛƭŀōƭŜ ŀǘ {{wb мптлфнсΦ 

пл wΦ aŀƭƳōŜŎƪΣ aΦ /ŀǊǊƻǘǘΣ .Φ /ƘǊƛǎǘƛŀƴǎŜƴΣ !Φ DŜƛǎǘΣ ·Φ IŞǊŝǎΣ 5Φ aŀƎƴǳǎǎƻƴΣ DΦ aƻŘƻƭƻΣ /Φ {ƻǊŜƭΣ 

wΦ ¢ŀȅƭƻǊ ŀƴŘ !Φ ²ƛƭŘŜƴΣ ƛƴ tǊƻŎŜŜŘƛƴƎǎ ƻŦ {ǳǎǘŀƛƴŀōƭŜ bǳŎƭŜŀǊ 9ƴŜǊƎȅ /ƻƴŦŜǊŜƴŎŜΣ нлмпΦ 

пм aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ IΦ wƻǳǎǎŜƭΣ [Φ /ƘŀǊŜȅǊŜΣ tΦ .ŀǊƻƴΣ 5Φ 9ǎǇƛƴƻǳȄΣ WΦ bΦ /ŀƭƻǊΣ /Φ ±ƛŀƭƭŜǎƻǳōǊŀƴƴŜΣ .Φ 

[ƻǊǊŀƛƴ ŀƴŘ aΦ aŀǎǎƻƴΣ I! ŘŜƳƻƴǎǘǊŀǘƛƻƴ ƛƴ ǘƘŜ !ǘŀƭŀƴǘŜ ŦŀŎƛƭƛǘȅ ƻŦ ǘƘŜ DŀƴŜȄ нΦ ŎȅŎƭŜ ŦƻǊ ǘƘŜ 

ƎǊƻǳǇŜŘ ¢w¦ ŜȄǘǊŀŎǘƛƻƴΦ 

пн aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ IΦ wƻǳǎǎŜƭΣ [Φ /ƘŀǊŜȅǊŜΣ tΦ .ŀǊƻƴΣ 5Φ 9ǎǇƛƴƻǳȄΣ WΦ bΦ /ŀƭƻǊΣ /Φ ±ƛŀƭƭŜǎƻǳōǊŀƴƴŜΣ .Φ 

[ƻǊǊŀƛƴ ŀƴŘ aΦ aŀǎǎƻƴΣ ƛƴ tǊƻŎŜŜŘƛƴƎǎ DƭƻōŀƭΣ нллфΦ 

по !Φ /Φ 9ŘǿŀǊŘǎΣ tΦ aƻŎƛƭŀŎΣ !Φ DŜƛǎǘΣ [Φ aΦ IŀǊǿƻƻŘΣ /Φ !Φ {ƘŀǊǊŀŘΣ bΦ !Φ .ǳǊǘƻƴΣ wΦ /Φ ²ƘƛǘŜƘŜŀŘ 

ŀƴŘ aΦ !Φ 5ŜƴŜŎƪŜΣ IȅŘǊƻǇƘƛƭƛŎ нΣ фπōƛǎπǘǊƛŀȊƻƭȅƭπмΣ млπǇƘŜƴŀƴǘƘǊƻƭƛƴŜ ƭƛƎŀƴŘǎ ŜƴŀōƭŜ ǎŜƭŜŎǘƛǾŜ 

!Ƴ όLLLύ ǎŜǇŀǊŀǘƛƻƴΥ ŀ ǎǘŜǇ ŦǳǊǘƘŜǊ ǘƻǿŀǊŘǎ ǎǳǎǘŀƛƴŀōƭŜ ƴǳŎƭŜŀǊ ŜƴŜǊƎȅΣ /ƘŜƳƛŎŀƭ /ƻƳƳǳƴƛŎŀǘƛƻƴǎΣ 

нлмтΣ роΣ рллмςрллпΦ 

пп /Φ ²ŀƎƴŜǊΣ ¦Φ aǸƭƭƛŎƘΣ !Φ DŜƛǎǘ ŀƴŘ tΦ WΦ tŀƴŀƪΣ {ŜƭŜŎǘƛǾŜ ŜȄǘǊŀŎǘƛƻƴ ƻŦ !Ƴ όLLLύ ŦǊƻƳ t¦w9· 

ǊŀŦŦƛƴŀǘŜΥ ǘƘŜ !Ƴ{Ŝƭ ǎȅǎǘŜƳΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлмсΣ опΣ млоςммоΦ 

пр YΦ ±ŀƴ IŜŎƪŜ ŀƴŘ tΦ DƻŜǘƘŀƭǎΣ wŜǎŜŀǊŎƘ ƻƴ ŀŘǾŀƴŎŜŘ ŀǉǳŜƻǳǎ ǊŜǇǊƻŎŜǎǎƛƴƎ ƻŦ ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭΥ 

ƭƛǘŜǊŀǘǳǊŜ ǎǘǳŘȅΦ 

пс WΦ wΦ YǳƳŀǊΣ WΦπ{Φ YƛƳΣ WΦπ̧Φ [ŜŜ ŀƴŘ IΦπ{Φ ¸ƻƻƴΣ ! ōǊƛŜŦ ǊŜǾƛŜǿ ƻƴ ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ƻŦ ǳǊŀƴƛǳƳ ŦǊƻƳ 

ŀŎƛŘƛŎ ǎƻƭǳǘƛƻƴǎΣ {ŜǇŀǊŀǘƛƻƴ ϧ tǳǊƛŦƛŎŀǘƛƻƴ wŜǾƛŜǿǎΣ нлммΣ плΣ ттςмнрΦ 

пт ¢Φ {ŜƪƛƴŜ ŀƴŘ 5Φ 5ȅǊǎǎŜƴΣ {ƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ƻŦ ƳŜǘŀƭ ƛƻƴǎ ǿƛǘƘ ƳƛȄŜŘ ƭƛƎŀƴŘǎτ±Υ ŀŘŘǳŎǘ 

ŦƻǊƳŀǘƛƻƴ ƻŦ ǎƻƳŜ ¢Ǌƛǎπ¢¢! ŎƻƳǇƭŜȄŜǎΣ WƻǳǊƴŀƭ ƻŦ LƴƻǊƎŀƴƛŎ ŀƴŘ bǳŎƭŜŀǊ /ƘŜƳƛǎǘǊȅΣ мфстΣ нфΣ 

мпумςмпутΦ 

пу !Φ tΦ tŀƛǾŀ ŀƴŘ tΦ aŀƭƛƪΣ wŜŎŜƴǘ ŀŘǾŀƴŎŜǎ ƻƴ ǘƘŜ ŎƘŜƳƛǎǘǊȅ ƻŦ ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ŀǇǇƭƛŜŘ ǘƻ ǘƘŜ 

ǊŜǇǊƻŎŜǎǎƛƴƎ ƻŦ ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭǎ ŀƴŘ ǊŀŘƛƻŀŎǘƛǾŜ ǿŀǎǘŜǎΣ W wŀŘƛƻŀƴŀƭ bǳŎƭ /ƘŜƳΣ нллпΣ нсмΣ 

пурςпфсΦ 
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пф [Φ .Φ {ƛƭǾŜǊƛƻ ŀƴŘ ²Φ ŘŜ vǳŜƛǊƻȊ [ŀƳŀǎΣ !ƴ ŀƴŀƭȅǎƛǎ ƻŦ ŘŜǾŜƭƻǇƳŜƴǘ ŀƴŘ ǊŜǎŜŀǊŎƘ ƻƴ ǎǇŜƴǘ ƴǳŎƭŜŀǊ 

ŦǳŜƭ ǊŜǇǊƻŎŜǎǎƛƴƎΣ 9ƴŜǊƎȅ tƻƭƛŎȅΣ нлммΣ офΣ нумςнуфΦ 

рл !Φ CΦ 5Ŝ !ƭƳŜƛŘŀΣ wΦ aƻǊŜƛǊŀ ŀƴŘ ¢Φ wƻŘǊƛƎǳŜǎΣ {ȅƴǘƘŜǘƛŎ ƻǊƎŀƴƛŎ ŎƘŜƳƛǎǘǊȅ ŘǊƛǾŜƴ ōȅ ŀǊǘƛŦƛŎƛŀƭ 

ƛƴǘŜƭƭƛƎŜƴŎŜΣ bŀǘ wŜǾ /ƘŜƳΣ нлмфΣ оΣ руфςслпΦ 

рм aΦ .ƻǊǘȊΣ WΦ .ǳǊƎŜǊΣ bΦ !ǎǇǊƛƻƴΣ {Φ .ƭŀƎƻǾΣ wΦ .ǀǘǘŎƘŜǊΣ ¦Φ bƻǿŀƪΣ !Φ {ŎƘŜƛǘƘŀǳŜǊΣ wΦ ²ŜƭƪŜΣ YΦπIΦ 

YǸŦŜǊ ŀƴŘ IΦ IŀǎǎŜΣ aǳƭǘƛπŎǊƛǘŜǊƛŀ ƻǇǘƛƳƛǎŀǘƛƻƴ ƛƴ ŎƘŜƳƛŎŀƭ ǇǊƻŎŜǎǎ ŘŜǎƛƎƴ ŀƴŘ ŘŜŎƛǎƛƻƴ ǎǳǇǇƻǊǘ 

ōȅ ƴŀǾƛƎŀǘƛƻƴ ƻƴ tŀǊŜǘƻ ǎŜǘǎΣ /ƻƳǇǳǘ /ƘŜƳ 9ƴƎΣ нлмпΣ слΣ орпςосоΦ 

рн ½Φ ²ŀƴƎ ŀƴŘ DΦ tΦ wŀƴƎŀƛŀƘΣ !ǇǇƭƛŎŀǘƛƻƴ ŀƴŘ ŀƴŀƭȅǎƛǎ ƻŦ ƳŜǘƘƻŘǎ ŦƻǊ ǎŜƭŜŎǘƛƴƎ ŀƴ ƻǇǘƛƳŀƭ ǎƻƭǳǘƛƻƴ 

ŦǊƻƳ ǘƘŜ tŀǊŜǘƻπƻǇǘƛƳŀƭ ŦǊƻƴǘ ƻōǘŀƛƴŜŘ ōȅ ƳǳƭǘƛƻōƧŜŎǘƛǾŜ ƻǇǘƛƳƛǎŀǘƛƻƴΣ LƴŘ 9ƴƎ /ƘŜƳ wŜǎΣ нлмтΣ 

рсΣ рслςртпΦ 

ро !Φ aΦ {ŎƘǿŜƛŘǘƳŀƴƴΣ !Φ 5Φ /ƭŀȅǘƻƴΣ bΦ IƻƭƳŜǎΣ 9Φ .ǊŀŘŦƻǊŘΣ wΦ !Φ .ƻǳǊƴŜ ŀƴŘ !Φ !Φ [ŀǇƪƛƴΣ 

aŀŎƘƛƴŜ ƭŜŀǊƴƛƴƎ ƳŜŜǘǎ Ŏƻƴǘƛƴǳƻǳǎ Ŧƭƻǿ ŎƘŜƳƛǎǘǊȅΥ !ǳǘƻƳŀǘŜŘ ƻǇǘƛƳƛǎŀǘƛƻƴ ǘƻǿŀǊŘǎ ǘƘŜ tŀǊŜǘƻ 

ŦǊƻƴǘ ƻŦ ƳǳƭǘƛǇƭŜ ƻōƧŜŎǘƛǾŜǎΣ /ƘŜƳƛŎŀƭ 9ƴƎƛƴŜŜǊƛƴƎ WƻǳǊƴŀƭΣ нлмуΣ орнΣ нттςнунΦ 

рп DΦ ¢ƘƛƻƭƭŜǘ ŀƴŘ /Φ aǳǎƛƪŀǎΣ {ȅƴǘƘŜǎƛǎ ŀƴŘ ǳǎŜǎ ƻŦ ǘƘŜ ŀƳƛŘŜǎ ŜȄǘǊŀŎǘŀƴǘǎΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ 

Lƻƴ 9ȄŎƘŀƴƎŜΣ мфуфΣ тΣ умоςунтΦ 

рр ±Φ YΦ aŀƴŎƘŀƴŘŀ ŀƴŘ tΦ bΦ tŀǘƘŀƪΣ !ƳƛŘŜǎ ŀƴŘ ŘƛŀƳƛŘŜǎ ŀǎ ǇǊƻƳƛǎƛƴƎ ŜȄǘǊŀŎǘŀƴǘǎ ƛƴ ǘƘŜ ōŀŎƪ ŜƴŘ 

ƻŦ ǘƘŜ ƴǳŎƭŜŀǊ ŦǳŜƭ ŎȅŎƭŜΥ ŀƴ ƻǾŜǊǾƛŜǿΣ {ŜǇ tǳǊƛŦ ¢ŜŎƘƴƻƭΣ нллпΣ орΣ урςмлоΦ 

рс DΦ aΦ /ŀǎǇŀǊƛƴƛ ŀƴŘ DΦ DǊƻǎǎƛΣ !ǇǇƭƛŎŀǘƛƻƴ ƻŦ bΣ bπŘƛŀƭƪȅƭ ŀƭƛǇƘŀǘƛŎ ŀƳƛŘŜǎ ƛƴ ǘƘŜ ǎŜǇŀǊŀǘƛƻƴ ƻŦ 

ǎƻƳŜ ŀŎǘƛƴƛŘŜǎΣ {ŜǇ {Ŏƛ ¢ŜŎƘƴƻƭΣ мфулΣ мрΣ унрςуппΦ 

рт wΦ !Φ tΦ ¢ƘƻƳŀǎ ŀƴŘ [Φ 9Φ aŀŎŀǎƪƛŜΣ .ƛƻŘŜƎǊŀŘŀǘƛƻƴ ƻŦ ǘǊƛōǳǘȅƭ ǇƘƻǎǇƘŀǘŜ ōȅ ƴŀǘǳǊŀƭƭȅ ƻŎŎǳǊǊƛƴƎ 

ƳƛŎǊƻōƛŀƭ ƛǎƻƭŀǘŜǎ ŀƴŘ ŎƻǳǇƭƛƴƎ ǘƻ ǘƘŜ ǊŜƳƻǾŀƭ ƻŦ ǳǊŀƴƛǳƳ ŦǊƻƳ ŀǉǳŜƻǳǎ ǎƻƭǳǘƛƻƴΣ 9ƴǾƛǊƻƴ {Ŏƛ 

¢ŜŎƘƴƻƭΣ мффсΣ олΣ нотмςнотрΦ 

ру ¢Φ [ŜŜΣ !ǎǎŜǎǎƳŜƴǘ ƻŦ ǎŀŦŜǘȅ ŎǳƭǘǳǊŜ ŀǘ ŀ ƴǳŎƭŜŀǊ ǊŜǇǊƻŎŜǎǎƛƴƎ ǇƭŀƴǘΣ ²ƻǊƪ {ǘǊŜǎǎΣ мффуΣ мнΣ нмтς

нотΦ 

рф aΦ [ŜƘǘǾŜŜǊ ŀƴŘ CΦ IŜŘŜƴǳǎΣ bǳŎƭŜŀǊ ǇƻǿŜǊ ŀǎ ŀ ŎƭƛƳŀǘŜ ƳƛǘƛƎŀǘƛƻƴ ǎǘǊŀǘŜƎȅςǘŜŎƘƴƻƭƻƎȅ ŀƴŘ 

ǇǊƻƭƛŦŜǊŀǘƛƻƴ ǊƛǎƪΣ W wƛǎƪ wŜǎΣ нлмрΣ муΣ нтоςнфлΦ 

сл !Φ .ƭƻǿŜǊǎΣ ƛƴ ¦Y 9ƴǾƛǊƻƴƳŜƴǘŀƭ tƻƭƛŎȅ ƛƴ ǘƘŜ мффлǎΣ {ǇǊƛƴƎŜǊΣ мффрΣ ǇǇΦ нмлςносΦ 

см !Φ 5ƻŘƛ ŀƴŘ DΦ ±ŜǊŘŀΣ LƳǇǊƻǾŜŘ ŘŜǘŜǊƳƛƴŀǘƛƻƴ ƻŦ ǘǊƛōǳǘȅƭ ǇƘƻǎǇƘŀǘŜ ŘŜƎǊŀŘŀǘƛƻƴ ǇǊƻŘǳŎǘǎ 

όƳƻƴƻπŀƴŘ Řƛōǳǘȅƭ ǇƘƻǎǇƘŀǘŜǎύ ōȅ ƛƻƴ ŎƘǊƻƳŀǘƻƎǊŀǇƘȅΣ W /ƘǊƻƳŀǘƻƎǊ !Σ нллмΣ фнлΣ нтрςнумΦ 
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сн 5Φ IŀŀǎΣ !Φ ±ŀƴŘŜǊƎƘŜȅƴǎǘΣ WΦ Ǿŀƴ ±ƭƛŜǘΣ wΦ [ƻǊŜƴȊŜƭƭƛ ŀƴŘ WΦπ[Φ bƛƎƻƴΣ aƛȄŜŘπƻȄƛŘŜ ŦǳŜƭ ŦŀōǊƛŎŀǘƛƻƴ 

ǘŜŎƘƴƻƭƻƎȅ ŀƴŘ ŜȄǇŜǊƛŜƴŎŜ ŀǘ ǘƘŜ .ŜƭƎƻƴǳŎƭŞŀƛǊŜ ŀƴŘ /C/ŀ Ǉƭŀƴǘǎ ŀƴŘ ŦǳǊǘƘŜǊ ŘŜǾŜƭƻǇƳŜƴǘǎ ŦƻǊ 

ǘƘŜ a9[h· ǇƭŀƴǘΣ bǳŎƭ ¢ŜŎƘƴƻƭΣ мффпΣ млсΣ слςунΦ 

со /Φ DΦ .ŀǘƘƪŜΣ .Φ .Φ 9ōōƛƴƎƘŀǳǎΣ .Φ !Φ /ƻƭƭƛƴǎΣ .Φ ²Φ {ƭŜŀŦƻǊŘΣ YΦ wΦ IŀǎŜΣ aΦ wƻōŜƭΣ wΦ YΦ ²ŀƭƭŀŎŜΣ YΦ 

{Φ .ǊŀŘƭŜȅΣ WΦ wΦ LǊŜƭŀƴŘ ŀƴŘ DΦ 5Φ WŀǊǾƛƴŜƴΣ ¢ƘŜ ŀǘǘǊŀŎǘƛǾŜƴŜǎǎ ƻŦ ƳŀǘŜǊƛŀƭǎ ƛƴ ŀŘǾŀƴŎŜŘ ƴǳŎƭŜŀǊ 

ŦǳŜƭ ŎȅŎƭŜǎ ŦƻǊ ǾŀǊƛƻǳǎ ǇǊƻƭƛŦŜǊŀǘƛƻƴ ŀƴŘ ǘƘŜŦǘ ǎŎŜƴŀǊƛƻǎΣ bǳŎƭ ¢ŜŎƘƴƻƭΣ нлмнΣ мтфΣ рςолΦ 

сп /Φ tƻƛƴǎǎƻǘΣ /Φ wƻǎǘŀƛƴƎΣ {Φ DǊŜŀƴŘƧŜŀƴ ŀƴŘ .Φ .ƻǳƭƭƛǎΣ wŜŎȅŎƭƛƴƎ ǘƘŜ ŀŎǘƛƴƛŘŜǎΣ ǘƘŜ ŎƻǊƴŜǊǎǘƻƴŜ ƻŦ 

ŀƴȅ ǎǳǎǘŀƛƴŀōƭŜ ƴǳŎƭŜŀǊ ŦǳŜƭ ŎȅŎƭŜǎΣ tǊƻŎŜŘƛŀ /ƘŜƳΣ нлмнΣ тΣ опфςортΦ 

ср aΦ /ŀǊǊƻǘǘΣ !Φ DŜƛǎǘΣ ·Φ IŝǊŜǎΣ {Φ [ŀƴƎŜΣ wΦ aŀƭƳōŜŎƪΣ aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ DΦ aƻŘƻƭƻΣ !Φ ²ƛƭŘŜƴ 

ŀƴŘ wΦ ¢ŀȅƭƻǊΣ 5ƛǎǘǊƛōǳǘƛƻƴ ƻŦ ǇƭǳǘƻƴƛǳƳΣ ŀƳŜǊƛŎƛǳƳ ŀƴŘ ƛƴǘŜǊŦŜǊƛƴƎ Ŧƛǎǎƛƻƴ ǇǊƻŘǳŎǘǎ ōŜǘǿŜŜƴ 

ƴƛǘǊƛŎ ŀŎƛŘ ŀƴŘ ŀ ƳƛȄŜŘ ƻǊƎŀƴƛŎ ǇƘŀǎŜ ƻŦ ¢h5D! ŀƴŘ 5a5hI9a! ƛƴ ƪŜǊƻǎŜƴŜΣ ŀƴŘ ƛƳǇƭƛŎŀǘƛƻƴǎ 

ŦƻǊ ǘƘŜ ŘŜǎƛƎƴ ƻŦ ǘƘŜ ά9¦whπD!b9·έ ǇǊƻŎŜǎǎΣ IȅŘǊƻƳŜǘŀƭƭǳǊƎȅΣ нлмрΣ мрнΣ мофςмпуΦ 

сс aΦ LΦ hƧƻǾŀƴΣ ²Φ 9Φ [ŜŜ ŀƴŘ {Φ bΦ YŀƭƳȅƪƻǾΣ !ƴ ƛƴǘǊƻŘǳŎǘƛƻƴ ǘƻ ƴǳŎƭŜŀǊ ǿŀǎǘŜ ƛƳƳƻōƛƭƛǎŀǘƛƻƴΣ 

9ƭǎŜǾƛŜǊΣ нлмфΦ 

ст /Φ /ƘŜƴΣ DΦ IŀōŜǊǘΣ ¸Φ .ƻǳȊƛŘƛ ŀƴŘ !Φ WǳƭƭƛŜƴΣ 9ƴǾƛǊƻƴƳŜƴǘŀƭ ƛƳǇŀŎǘ ƻŦ ŎŜƳŜƴǘ ǇǊƻŘǳŎǘƛƻƴΥ ŘŜǘŀƛƭ 

ƻŦ ǘƘŜ ŘƛŦŦŜǊŜƴǘ ǇǊƻŎŜǎǎŜǎ ŀƴŘ ŎŜƳŜƴǘ Ǉƭŀƴǘ ǾŀǊƛŀōƛƭƛǘȅ ŜǾŀƭǳŀǘƛƻƴΣ W /ƭŜŀƴ tǊƻŘΣ нлмлΣ муΣ птуς

пурΦ 

су wΦ tŜǘŜǊǎΣ tΦ {ŜǎƘŀŘǊƛΣ DΦ !ǳōŜǊǘΣ ¢Φ .ŀǊǊŀŎŎƻ ŀƴŘ [Φ .ƛƭƭŝǎπDŀǊŀōŞŘƛŀƴΣ нллсΦ 

сф CΦ bΦ ±ƻƴ IƛǇǇŜƭΣ {ŎƛŜƴŎŜ όмфтфύΣ нллмΣ нфоΣ нофтςнофуΦ 

тл 5Φ 9Φ {ƘǊƻǇǎƘƛǊŜΣ !ŘǾŀƴŎŜŘ ŦǳŜƭ ŎȅŎƭŜ ŜŎƻƴƻƳƛŎ ŀƴŀƭȅǎƛǎ ƻŦ ǎȅƳōƛƻǘƛŎ ƭƛƎƘǘπǿŀǘŜǊ ǊŜŀŎǘƻǊ ŀƴŘ Ŧŀǎǘ 

ōǳǊƴŜǊ ǊŜŀŎǘƻǊ ǎȅǎǘŜƳǎΣ LŘŀƘƻ bŀǘƛƻƴŀƭ [ŀōΦόLb[ύΣ LŘŀƘƻ CŀƭƭǎΣ L5 ό¦ƴƛǘŜŘ {ǘŀǘŜǎύΣ нллфΦ 

тм aΦ .ǳƴƴΣ IΦ ½ƘŀƴƎ ŀƴŘ [Φ ²Φ YŀƴƎΣ ¢ƘŜ /ƻǎǘ ƻŦ wŜǇǊƻŎŜǎǎƛƴƎ ƛƴ /ƘƛƴŀΦ 

тн aΦ .ǳƴƴΣ WΦ tΦ IƻƭŘǊŜƴΣ {Φ CŜǘǘŜǊ ŀƴŘ .Φ ±ŀƴ 5ŜǊ ½ǿŀŀƴΣ ¢ƘŜ ŜŎƻƴƻƳƛŎǎ ƻŦ ǊŜǇǊƻŎŜǎǎƛƴƎ ǾŜǊǎǳǎ 

ŘƛǊŜŎǘ ŘƛǎǇƻǎŀƭ ƻŦ ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭΣ bǳŎƭ ¢ŜŎƘƴƻƭΣ нллрΣ мрлΣ нлфςнолΦ 

то aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ ±Φ ±ŀƴŜƭΣ /Φ aŀǊƛŜΣ ±Φ tŀŎŀǊȅΣ aΦπ/Φ /ƘŀǊōƻƴƴŜƭΣ [Φ .ŜǊǘƘƻƴΣ ·Φ IŞǊŝǎΣ aΦ 

aƻƴǘǳƛǊΣ /Φ {ƻǊŜƭ ŀƴŘ aΦπWΦ .ƻƭƭŜǎǘŜǊƻǎΣ !ƳŜǊƛŎƛǳƳ ǊŜŎƻǾŜǊȅ ŦǊƻƳ ƘƛƎƘƭȅ ŀŎǘƛǾŜ t¦w9· ǊŀŦŦƛƴŀǘŜ ōȅ 

ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴΥ ¢ƘŜ 9·!Ƴ ǇǊƻŎŜǎǎΦ ! ǊŜǾƛŜǿ ƻŦ мл ȅŜŀǊǎ ƻŦ wϧ5Σ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 

9ȄŎƘŀƴƎŜΣ нлнлΣ оуΣ осрςоутΦ 
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тп YΦ [Φ bŀǎƘΣ /Φ aŀŘƛŎΣ WΦ bΦ aŀǘƘǳǊ ŀƴŘ WΦ [ŀŎǉǳŜƳŜƴǘΣ ƛƴ ¢ƘŜ ŎƘŜƳƛǎǘǊȅ ƻŦ ǘƘŜ ŀŎǘƛƴƛŘŜ ŀƴŘ 

ǘǊŀƴǎŀŎǘƛƴƛŘŜ ŜƭŜƳŜƴǘǎΣ {ǇǊƛƴƎŜǊΣ нллсΣ ǇǇΦ нсннςнтфуΦ 

тр {Φ !Φ !ƴǎŀǊƛΣ tΦ tŀǘƘŀƪΣ tΦ YΦ aƻƘŀǇŀǘǊŀ ŀƴŘ ±Φ YΦ aŀƴŎƘŀƴŘŀΣ !ǉǳŜƻǳǎ ǇŀǊǘƛǘƛƻƴƛƴƎ ƻŦ ƳƛƴƻǊ 

ŀŎǘƛƴƛŘŜǎ ōȅ ŘƛŦŦŜǊŜƴǘ ǇǊƻŎŜǎǎŜǎΣ {ŜǇŀǊŀǘƛƻƴ ϧ tǳǊƛŦƛŎŀǘƛƻƴ wŜǾƛŜǿǎΣ нлммΣ плΣ поςтсΦ 

тс !Φ ± DŜƭƛǎ ŀƴŘ DΦ WΦ [ǳƳŜǘǘŀΣ !ŎǘƛƴƛŘŜ [ŀƴǘƘŀƴƛŘŜ {ŜǇŀǊŀǘƛƻƴ tǊƻŎŜǎǎ ![{9tΣ LƴŘ 9ƴƎ /ƘŜƳ wŜǎΣ 

нлмпΣ роΣ мснпςмсомΦ 

тт YΦ [Φ bŀǎƘΣ {ŜǇŀǊŀǘƛƻƴ ŎƘŜƳƛǎǘǊȅ ŦƻǊ ƭŀƴǘƘŀƴƛŘŜǎ ŀƴŘ ǘǊƛǾŀƭŜƴǘ ŀŎǘƛƴƛŘŜǎΣ IŀƴŘōƻƻƪ ƻƴ ǘƘŜ ǇƘȅǎƛŎǎ 

ŀƴŘ ŎƘŜƳƛǎǘǊȅ ƻŦ ǊŀǊŜ ŜŀǊǘƘǎΣ мффпΣ муΣ мфтςноуΦ 

ту /Φ ·ǳΣ WΦ ²ŀƴƎ ŀƴŘ WΦ /ƘŜƴΣ {ƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ƻŦ ǎǘǊƻƴǘƛǳƳ ŀƴŘ ŎŜǎƛǳƳΥ ŀ ǊŜǾƛŜǿ ƻŦ ǊŜŎŜƴǘ 

ǇǊƻƎǊŜǎǎΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлмнΣ олΣ сноςсрлΦ 

тф YΦ {ǘǊŜŜǘ WǊ ŀƴŘ DΦ ¢Φ {ŜŀōƻǊƎΣ ¢ƘŜ ǎŜǇŀǊŀǘƛƻƴ ƻŦ ŀƳŜǊƛŎƛǳƳ ŀƴŘ ŎǳǊƛǳƳ ŦǊƻƳ ǘƘŜ ǊŀǊŜ ŜŀǊǘƘ 

ŜƭŜƳŜƴǘǎΣ W !Ƴ /ƘŜƳ {ƻŎΣ мфрлΣ тнΣ нтфлςнтфнΦ 

ул aΦ tΦ WŜƴǎŜƴΣ wΦ /ƘƛŀǊƛȊƛŀΣ LΦ !Φ {ƘƪǊƻōΣ WΦ {Φ ¦ƭƛŎƪƛΣ .Φ 5Φ {ǇƛƴŘƭŜǊΣ 5Φ WΦ aǳǊǇƘȅΣ aΦ IƻǎǎŀƛƴΣ !Φ wƻŎŀπ

{ŀōƛƻΣ /Φ tƭŀǘŀǎπLƎƭŜǎƛŀǎ ŀƴŘ !Φ ŘŜ .ƭŀǎΣ !ǉǳŜƻǳǎ ŎƻƳǇƭŜȄŜǎ ŦƻǊ ŜŦŦƛŎƛŜƴǘ ǎƛȊŜπōŀǎŜŘ ǎŜǇŀǊŀǘƛƻƴ ƻŦ 

ŀƳŜǊƛŎƛǳƳ ŦǊƻƳ ŎǳǊƛǳƳΣ LƴƻǊƎ /ƘŜƳΣ нлмпΣ роΣ сллоςслмнΦ 

ум DΦ aƻŘƻƭƻΣ tΦ YƭǳȄŜƴ ŀƴŘ !Φ DŜƛǎǘΣ 5ŜƳƻƴǎǘǊŀǘƛƻƴ ƻŦ ǘƘŜ [¦/! ǇǊƻŎŜǎǎ ŦƻǊ ǘƘŜ ǎŜǇŀǊŀǘƛƻƴ ƻŦ 

ŀƳŜǊƛŎƛǳƳ όLLLύ ŦǊƻƳ ŎǳǊƛǳƳ όLLLύΣ ŎŀƭƛŦƻǊƴƛǳƳ όLLLύΣ ŀƴŘ ƭŀƴǘƘŀƴƛŘŜǎ όLLLύ ƛƴ ŀŎƛŘƛŎ ǎƻƭǳǘƛƻƴ ǳǎƛƴƎ ŀ 

ǎȅƴŜǊƎƛǎǘƛŎ ƳƛȄǘǳǊŜ ƻŦ ōƛǎ όŎƘƭƻǊƻǇƘŜƴȅƭύ ŘƛǘƘƛƻǇƘƻǎǇƘƛƴƛŎ ŀŎƛŘ ŀƴŘ ǘǊƛǎ όнπŜǘƘȅƭƘŜȄȅƭύ ǇƘƻǎǇƘŀǘŜΣ 

ǊŎŀπwŀŘƛƻŎƘƛƳƛŎŀ !ŎǘŀΣ нлмлΣ фуΣ мфоςнлмΦ 

ун bΦ wΦ /ƻǳƴŎƛƭΣ 5Φ ƻƴ 9ŀǊǘƘΣ [Φ {ǘǳŘƛŜǎΣ /Φ ƻƴ DŜƻǎŎƛŜƴŎŜǎΣ /Φ ƻƴ {Φ ¢ŜŎƘƴƻƭƻƎȅ ŀƴŘ ¢Φ {ȅǎǘŜƳǎΣ 

bǳŎƭŜŀǊ ǿŀǎǘŜǎΥ ǘŜŎƘƴƻƭƻƎƛŜǎ ŦƻǊ ǎŜǇŀǊŀǘƛƻƴǎ ŀƴŘ ǘǊŀƴǎƳǳǘŀǘƛƻƴΦ 

уо WΦ ¢ƻƳƳŀǎƛΣ aΦ 5ŜƭǇŜŎƘΣ WΦπtΦ DǊƻǳƛƭƭŜǊ ŀƴŘ !Φ ½ŀŜǘǘŀΣ [ƻƴƎπƭƛǾŜŘ ǿŀǎǘŜ ǘǊŀƴǎƳǳǘŀǘƛƻƴ ƛƴ ǊŜŀŎǘƻǊǎΣ 

bǳŎƭ ¢ŜŎƘƴƻƭΣ мффрΣ мммΣ мооςмпуΦ 

уп WΦ aŀǊǘƛƴŜȊπ±ŀƭ ŀƴŘ IΦ !Φ !ōŘŜǊǊŀƘƛƳΣ 5сΦ н tϧ¢ wƻŀŘƳŀǇ ǇǊƻǇƻǎŀƭ ŦƻǊ !ŘǾŀƴŎŜŘ CǳŜƭ /ȅŎƭŜǎ 

ƭŜŀŘƛƴƎ ǘƻ ŀ {ǳǎǘŀƛƴŀōƭŜ bǳŎƭŜŀǊ 9ƴŜǊƎȅΣ {ƛȄǘƘ CǊŀƳŜǿƻǊƪ tǊƻƎǊŀƳƳŜςtŀǊǘƛǘƛƻƴƛƴƎ ŀƴŘ 

¢ǊŀƴǎƳǳǘŀǘƛƻƴ 9ǳǊƻǇŜŀƴ wƻŀŘƳŀǇ ŦƻǊ {ǳǎǘŀƛƴŀōƭŜ ƴǳŎƭŜŀǊ 9ƴŜǊƎȅ όt!¢9wh{ύΦ 

ур !Φ [ŜƻƴŎƛƴƛΣ WΦ IǳǎƪŜƴǎ ŀƴŘ ²Φ ±ŜǊōƻƻƳΣ [ƛƎŀƴŘǎ ŦƻǊ ŦπŜƭŜƳŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ǳǎŜŘ ƛƴ ǘƘŜ ƴǳŎƭŜŀǊ ŦǳŜƭ 

ŎȅŎƭŜΣ /ƘŜƳ {ƻŎ wŜǾΣ нлмтΣ псΣ тннфςтнтоΦ 
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ус CΦ ²Φ [ŜǿƛǎΣ [Φ aΦ IŀǊǿƻƻŘΣ aΦ WΦ IǳŘǎƻƴΣ !Φ DŜƛǎǘΣ ±Φ bΦ YƻȊƘŜǾƴƛƪƻǾΣ tΦ 5ƛǎǘƭŜǊ ŀƴŘ WΦ WƻƘƴΣ 

IȅŘǊƻǇƘƛƭƛŎ ǎǳƭŦƻƴŀǘŜŘ ōƛǎπмΣ нΣ пπǘǊƛŀȊƛƴŜ ƭƛƎŀƴŘǎ ŀǊŜ ƘƛƎƘƭȅ ŜŦŦŜŎǘƛǾŜ ǊŜŀƎŜƴǘǎ ŦƻǊ ǎŜǇŀǊŀǘƛƴƎ 

ŀŎǘƛƴƛŘŜǎ όLLLύ ŦǊƻƳ ƭŀƴǘƘŀƴƛŘŜǎ όLLLύ Ǿƛŀ ǎŜƭŜŎǘƛǾŜ ŦƻǊƳŀǘƛƻƴ ƻŦ ŀǉǳŜƻǳǎ ŀŎǘƛƴƛŘŜ ŎƻƳǇƭŜȄŜǎΣ /ƘŜƳ 

{ŎƛΣ нлмрΣ сΣ пумнςпунмΦ 

ут !Φ DŜƛǎǘΣ ¦Φ aǸƭƭƛŎƘΣ 5Φ aŀƎƴǳǎǎƻƴΣ tΦ YŀŘŜƴΣ DΦ aƻŘƻƭƻΣ !Φ ²ƛƭŘŜƴ ŀƴŘ ¢Φ ½ŜǾŀŎƻΣ !ŎǘƛƴƛŘŜ 

όLLLύκƭŀƴǘƘŀƴƛŘŜ όLLLύ ǎŜǇŀǊŀǘƛƻƴ Ǿƛŀ ǎŜƭŜŎǘƛǾŜ ŀǉǳŜƻǳǎ ŎƻƳǇƭŜȄŀǘƛƻƴ ƻŦ ŀŎǘƛƴƛŘŜǎ όLLLύ ǳǎƛƴƎ ŀ 

ƘȅŘǊƻǇƘƛƭƛŎ нΣ сπōƛǎ όмΣ нΣ пπǘǊƛŀȊƛƴπоπȅƭύπǇȅǊƛŘƛƴŜ ƛƴ ƴƛǘǊƛŎ ŀŎƛŘΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ ƛƻƴ 

ŜȄŎƘŀƴƎŜΣ нлмнΣ олΣ пооςпппΦ 

уу CΦ ²Φ [ŜǿƛǎΣ [Φ aΦ IŀǊǿƻƻŘΣ aΦ WΦ IǳŘǎƻƴΣ aΦ DΦ .Φ 5ǊŜǿΣ ±Φ IǳōǎŎƘŜǊπ.ǊǳŘŜǊΣ ±Φ ±ƛŘŜǾŀΣ CΦ !ǊƴŀǳŘπ

bŜǳΣ YΦ {ǘŀƳōŜǊƎ ŀƴŘ {Φ ±ȅŀǎΣ .¢.tǎ ǾŜǊǎǳǎ .¢tƘŜƴǎΥ ǎƻƳŜ ǊŜŀǎƻƴǎ ŦƻǊ ǘƘŜƛǊ ŘƛŦŦŜǊŜƴŎŜǎ ƛƴ 

ǇǊƻǇŜǊǘƛŜǎ ŎƻƴŎŜǊƴƛƴƎ ǘƘŜ ǇŀǊǘƛǘƛƻƴƛƴƎ ƻŦ ƳƛƴƻǊ ŀŎǘƛƴƛŘŜǎ ŀƴŘ ǘƘŜ ŀŘǾŀƴǘŀƎŜǎ ƻŦ .¢tƘŜƴǎΣ LƴƻǊƎ 

/ƘŜƳΣ нлмоΣ рнΣ пффоςрллрΦ 

уф tΦ ½ǎŀōƪŀΣ !Φ ²ƛƭŘŜƴΣ YΦ ±ŀƴ IŜŎƪŜΣ DΦ aƻŘƻƭƻΣ aΦ ±ŜǊǿŜǊŦǘ ŀƴŘ ¢Φ /ŀǊŘƛƴŀŜƭǎΣ .ŜȅƻƴŘ ¦κtǳ 

ǎŜǇŀǊŀǘƛƻƴΥ {ŜǇŀǊŀǘƛƻƴ ƻŦ ŀƳŜǊƛŎƛǳƳ ŦǊƻƳ ǘƘŜ ƘƛƎƘƭȅ ŀŎǘƛǾŜ t¦w9· ǊŀŦŦƛƴŀǘŜΣ WƻǳǊƴŀƭ ƻŦ ƴǳŎƭŜŀǊ 

ƳŀǘŜǊƛŀƭǎΣ нлноΣ румΣ мрпппрΦ 

фл ¢Φ IΦ ±ǳΣ WΦπtΦ {ƛƳƻƴƛƴΣ !Φ [Φ wƻƭƭŜǘΣ wΦ WΦ aΦ 9ƎōŜǊƛƴƪΣ ²Φ ±ŜǊōƻƻƳΣ aΦ /Φ Dǳƭƭƻ ŀƴŘ !Φ /ŀǎƴŀǘƛΣ 

[ƛǉǳƛŘκƭƛǉǳƛŘ ŜȄǘǊŀŎǘƛƻƴ ƪƛƴŜǘƛŎǎ ƻŦ 9ǳ όLLLύ ŀƴŘ !Ƴ όLLLύ ōȅ ŜȄǘǊŀŎǘŀƴǘǎ ŘŜǎƛƎƴŜŘ ŦƻǊ ǘƘŜ ƛƴŘǳǎǘǊƛŀƭ 

ǊŜǇǊƻŎŜǎǎƛƴƎ ƻŦ ƴǳŎƭŜŀǊ ǿŀǎǘŜǎΣ LƴŘ 9ƴƎ /ƘŜƳ wŜǎΣ нлнлΣ рфΣ мопттςмопфлΦ 

фм DΦ .Φ IŀƭƭΣ bΦ tΦ .ŜǎǎŜƴΣ tΦ wΦ ½ŀƭǳǇǎƪƛΣ 9Φ [Φ /ŀƳǇōŜƭƭΣ ¢Φ {Φ DǊƛƳŜǎΣ 5Φ wΦ tŜǘŜǊƳŀƴ ŀƴŘ DΦ WΦ 

[ǳƳŜǘǘŀΣ 9ȄǘǊŀŎǘƛƻƴ ƻŦ bŜǇǘǳƴƛǳƳΣ tƭǳǘƻƴƛǳƳΣ !ƳŜǊƛŎƛǳƳΣ ½ƛǊŎƻƴƛǳƳΣ ŀƴŘ ¢ŜŎƘƴŜǘƛǳƳ ōȅ 5ƛπόнπ

9ǘƘȅƭƘŜȄȅƭύπLǎƻπ.ǳǘȅǊŀƳƛŘŜ ό59I ƛ .!ύ ŀǘ IƛƎƘ aŜǘŀƭ [ƻŀŘƛƴƎǎΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 

9ȄŎƘŀƴƎŜΣ нлноΣ пмΣ рпрςрсоΦ 

фн DΦ .Φ IŀƭƭΣ 9Φ [Φ /ŀƳǇōŜƭƭΣ bΦ tΦ .ŜǎǎŜƴΣ ¢Φ wΦ DǊŀƘŀƳΣ IΦ /ƘƻΣ aΦ wƛǎŜƴIǳōŜǊΣ CΦ 5Φ IŜƭƭŜǊ ŀƴŘ DΦ WΦ 

[ǳƳŜǘǘŀΣ 9ȄǘǊŀŎǘƛƻƴ ƻŦ bƛǘǊƛŎ !ŎƛŘ ŀƴŘ ¦ǊŀƴƛǳƳ ǿƛǘƘ 59Iƛ.! ǳƴŘŜǊ IƛƎƘ [ƻŀŘƛƴƎ /ƻƴŘƛǘƛƻƴǎΣ LƴƻǊƎ 

/ƘŜƳΣ нлноΣ снΣ стммςстнмΦ 

фо WΦπtΦ DƭŀǘȊΣ tΦ {ƻǳőŜƪ ŀƴŘ wΦ aŀƭƳōŜŎƪΣ ƛƴ wŜǇǊƻŎŜǎǎƛƴƎ ŀƴŘ ǊŜŎȅŎƭƛƴƎ ƻŦ ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭΣ 

9ƭǎŜǾƛŜǊΣ нлмрΣ ǇǇΦ пфςснΦ 

фп tΦ bΦ tŀǘƘŀƪΣ [Φ .Φ YǳƳōƘŀǊŜ ŀƴŘ ±Φ YΦ aŀƴŎƘŀƴŘŀΣ 9ŦŦŜŎǘ ƻŦ ǎǘǊǳŎǘǳǊŜ ƻŦ bΣ b Řƛŀƭƪȅƭ ŀƳƛŘŜǎ ƻƴ 

ǘƘŜ ŜȄǘǊŀŎǘƛƻƴ ƻŦ ¦ ό±Lύ ŀƴŘ ¢Ƙ όL±ύΥ ŀ ǘƘŜǊƳƻŘȅƴŀƳƛŎ ǎǘǳŘȅΣ wŀŘƛƻŎƘƛƳ !ŎǘŀΣ нллмΣ уфΣ пптςпрнΦ 
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фр {Φ !Φ !ƴǎŀǊƛΣ tΦ tŀǘƘŀƪΣ tΦ YΦ aƻƘŀǇŀǘǊŀ ŀƴŘ ±Φ YΦ aŀƴŎƘŀƴŘŀΣ /ƘŜƳƛǎǘǊȅ ƻŦ ŘƛƎƭȅŎƻƭŀƳƛŘŜǎΥ 

ǇǊƻƳƛǎƛƴƎ ŜȄǘǊŀŎǘŀƴǘǎ ŦƻǊ ŀŎǘƛƴƛŘŜ ǇŀǊǘƛǘƛƻƴƛƴƎΣ /ƘŜƳ wŜǾΣ нлмнΣ ммнΣ мтрмςмттнΦ 

фс tΦ bΦ tŀǘƘŀƪΣ bΣ bπ5ƛŀƭƪȅƭ ŀƳƛŘŜǎ ŀǎ ŜȄǘǊŀŎǘŀƴǘǎ ŦƻǊ ǎǇŜƴǘ ŦǳŜƭ ǊŜǇǊƻŎŜǎǎƛƴƎΥ ŀƴ ƻǾŜǊǾƛŜǿΣ W 

wŀŘƛƻŀƴŀƭ bǳŎƭ /ƘŜƳΣ нлмпΣ оллΣ тςмрΦ 

фт ¢Φ [ȅǎŜƛŘ !ǳǘƘŜƴΣ WΦπaΦ !ŘƴŜǘΣ {Φ .ƻǳǊƎΣ aΦ /ŀǊǊƻǘǘΣ /Φ 9ƪōŜǊƎΣ IΦ DŀƭłƴΣ !Φ DŜƛǎǘΣ tΦ DǳƛƭōŀǳŘΣ aΦ 

aƛƎǳƛǊŘƛǘŎƘƛŀƴ ŀƴŘ DΦ aƻŘƻƭƻΣ !ƴ ƻǾŜǊǾƛŜǿ ƻŦ ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ǇǊƻŎŜǎǎŜǎ ŘŜǾŜƭƻǇŜŘ ƛƴ 9ǳǊƻǇŜ 

ŦƻǊ ŀŘǾŀƴŎŜŘ ƴǳŎƭŜŀǊ ŦǳŜƭ ǊŜŎȅŎƭƛƴƎΣ tŀǊǘ нτƘƻƳƻƎŜƴŜƻǳǎ ǊŜŎȅŎƭƛƴƎΣ {ŜǇ {Ŏƛ ¢ŜŎƘƴƻƭΣ нлннΣ ртΣ 

мтнпςмтппΦ 

фу tΦ WΦ tŀƴŀƪ ŀƴŘ !Φ DŜƛǎǘΣ /ƻƳǇƭŜȄŀǘƛƻƴ ŀƴŘ ŜȄǘǊŀŎǘƛƻƴ ƻŦ ǘǊƛǾŀƭŜƴǘ ŀŎǘƛƴƛŘŜǎ ŀƴŘ ƭŀƴǘƘŀƴƛŘŜǎ ōȅ 

ǘǊƛŀȊƛƴȅƭǇȅǊƛŘƛƴŜ bπŘƻƴƻǊ ƭƛƎŀƴŘǎΣ /ƘŜƳ wŜǾΣ нлмоΣ ммоΣ ммффςмносΦ 

фф .Φ ²ŜŀǾŜǊ ŀƴŘ CΦ !Φ YŀǇǇŜƭƳŀƴƴΣ ¢![{t9!YΥ ŀ ƴŜǿ ƳŜǘƘƻŘ ƻŦ ǎŜǇŀǊŀǘƛƴƎ ŀƳŜǊƛŎƛǳƳ ŀƴŘ ŎǳǊƛǳƳ 

ŦǊƻƳ ǘƘŜ ƭŀƴǘƘŀƴƛŘŜǎ ōȅ ŜȄǘǊŀŎǘƛƻƴ ŦǊƻƳ ŀƴ ŀǉǳŜƻǳǎ ǎƻƭǳǘƛƻƴ ƻŦ ŀƴ ŀƳƛƴƻǇƻƭȅŀŎŜǘƛŎ ŀŎƛŘ ŎƻƳǇƭŜȄ 

ǿƛǘƘ ŀ ƳƻƴƻŀŎƛŘƛŎ ƻǊƎŀƴƻǇƘƻǎǇƘŀǘŜ ƻǊ ǇƘƻǎǇƘƻƴŀǘŜΣ hŀƪ wƛŘƎŜ bŀǘƛƻƴŀƭ [ŀōΦόhwb[ύΣ hŀƪ wƛŘƎŜΣ 

¢b ό¦ƴƛǘŜŘ {ǘŀǘŜǎύΣ мфспΦ 

млл wΦ ¢ŀȅƭƻǊΣ aΦ /ŀǊǊƻǘǘΣ IΦ DŀƭŀƴΣ !Φ DŜƛǎǘΣ ·Φ IŝǊŜǎΣ /Φ aŀƘŜǊΣ /Φ aŀǎƻƴΣ wΦ aŀƭƳōŜŎƪΣ aΦ 

aƛƎǳƛǊŘƛǘŎƘƛŀƴ ŀƴŘ DΦ aƻŘƻƭƻΣ ¢ƘŜ 9¦whπD!b9· ǇǊƻŎŜǎǎΥ ŎǳǊǊŜƴǘ ǎǘŀǘǳǎ ƻŦ ŦƭƻǿǎƘŜŜǘ 

ŘŜǾŜƭƻǇƳŜƴǘ ŀƴŘ ǇǊƻŎŜǎǎ ǎŀŦŜǘȅ ǎǘǳŘƛŜǎΣ tǊƻŎŜŘƛŀ /ƘŜƳΣ нлмсΣ нмΣ рнпςрнфΦ 

млм aΦ /ŀǊǊƻǘǘΣ YΦ .ŜƭƭΣ WΦ .ǊƻǿƴΣ !Φ DŜƛǎǘΣ /Φ DǊŜƎǎƻƴΣ ·Φ IŝǊŜǎΣ /Φ aŀƘŜǊΣ wΦ aŀƭƳōŜŎƪΣ /Φ aŀǎƻƴ ŀƴŘ 

DΦ aƻŘƻƭƻΣ 5ŜǾŜƭƻǇƳŜƴǘ ƻŦ ŀ ƴŜǿ ŦƭƻǿǎƘŜŜǘ ŦƻǊ ŎƻπǎŜǇŀǊŀǘƛƴƎ ǘƘŜ ǘǊŀƴǎǳǊŀƴƛŎ ŀŎǘƛƴƛŘŜǎΥ ǘƘŜ 

ά9¦whπD!b9·έ ǇǊƻŎŜǎǎΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлмпΣ онΣ пптςпстΦ 

млн DΦ aƻŘƻƭƻΣ !Φ ²ƛƭŘŜƴΣ tΦ YŀǳŦƘƻƭȊΣ 5Φ .ƻǎōŀŎƘ ŀƴŘ !Φ DŜƛǎǘΣ 5ŜǾŜƭƻǇƳŜƴǘ ŀƴŘ ŘŜƳƻƴǎǘǊŀǘƛƻƴ ƻŦ 

ƛƴƴƻǾŀǘƛǾŜ ǇŀǊǘƛǘƛƻƴƛƴƎ ǇǊƻŎŜǎǎŜǎ όƛπ{!b9· ŀƴŘ мπŎȅŎƭŜ {!b9·ύ ŦƻǊ ŀŎǘƛƴƛŘŜ ǇŀǊǘƛǘƛƻƴƛƴƎΣ tǊƻƎǊŜǎǎ 

ƛƴ ƴǳŎƭŜŀǊ ŜƴŜǊƎȅΣ нлмпΣ тнΣ млтςммпΦ 

мло 5Φ ²ƘƛǘǘŀƪŜǊΣ aΦ {ŀǊǎŦƛŜƭŘΣ wΦ ¢ŀȅƭƻǊΣ 5Φ ²ƻƻŘƘŜŀŘΣ YΦ ¢ŀȅƭƻǊΣ aΦ /ŀǊǊƻǘǘΣ /Φ aŀǎƻƴΣ IΦ /ƻƭƭŜŘƎŜΣ wΦ 

{ŀƴŘŜǊǎƻƴ ŀƴŘ .Φ YŜȅǿƻƻŘΣ tǊƻŎŜǎǎ ŦƭƻǿǎƘŜŜǘ ǘŜǎǘ ƻŦ ǘƘŜ ƛπ{!b9· ǇǊƻŎŜǎǎ ǿƛǘƘ /IhbπŎƻƳǇƭƛŀƴǘ 

ƭƛƎŀƴŘǎ ƛƴ ŀǉǳŜƻǳǎ ŀƴŘ ƻǊƎŀƴƛŎ ǇƘŀǎŜǎΣ tǊƻƎǊŜǎǎ ƛƴ bǳŎƭŜŀǊ 9ƴŜǊƎȅΣ нлноΣ мссΣ млпфрсΦ 

млп aΦ WΦ /ŀǊǊƻǘǘΣ /Φ WΦ aŀƘŜǊΣ /Φ aŀǎƻƴΣ aΦ WΦ {ŀǊǎŦƛŜƭŘΣ 5Φ ²ƘƛǘǘŀƪŜǊ ŀƴŘ wΦ WΦ ¢ŀȅƭƻǊΣ 9ȄǇŜǊƛƳŜƴǘŀƭ ¢Ŝǎǘ 

ƻŦ ŀ tǊƻŎŜǎǎ ¦ǇǎŜǘ ƛƴ ǘƘŜ 9¦whπD!b9· tǊƻŎŜǎǎ ŀƴŘ {ǇŜŎǘǊƻǎŎƻǇƛŎ {ǘǳŘȅ ƻŦ ǘƘŜ tǊƻŘǳŎǘΣ {ƻƭǾŜƴǘ 

9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлноΣ пмΣ ууςммтΦ 
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млр aΦ {ŀƭǾŀǘƻǊŜǎ ŀƴŘ DΦ tŀƭƳƛƻǘǘƛΣ wŀŘƛƻŀŎǘƛǾŜ ǿŀǎǘŜ ǇŀǊǘƛǘƛƻƴƛƴƎ ŀƴŘ ǘǊŀƴǎƳǳǘŀǘƛƻƴ ǿƛǘƘƛƴ 

ŀŘǾŀƴŎŜŘ ŦǳŜƭ ŎȅŎƭŜǎΥ !ŎƘƛŜǾŜƳŜƴǘǎ ŀƴŘ ŎƘŀƭƭŜƴƎŜǎΣ tǊƻƎ tŀǊǘ bǳŎƭ tƘȅǎΣ нлммΣ ссΣ мппςмссΦ 

млс YΦ tΦ YŜǇǇΣ ! ǉǳŀƴǘƛǘŀǘƛǾŜ ǎŎŀƭŜ ƻŦ ƻȄƻǇƘƛƭƛŎƛǘȅ ŀƴŘ ǘƘƛƻǇƘƛƭƛŎƛǘȅΣ LƴƻǊƎ /ƘŜƳΣ нлмсΣ ррΣ фпсмςфптлΦ 

млт wΦ DΦ t9!w{hbΣ hŦ ǘƘŜ !ƳŜǊƛŎŀƴ ŎƘŜƳƛŎŀƭ ǎƻŎƛŜǘȅΣ W !Ƴ /ƘŜƳ {ƻŎΣ мфсоΣ урΣ орооςорофΦ 

млу wΦ DΦ tŜŀǊǎƻƴΣ IŀǊŘ ŀƴŘ ǎƻŦǘ ŀŎƛŘǎ ŀƴŘ ōŀǎŜǎΣ W !Ƴ /ƘŜƳ {ƻŎΣ мфсоΣ урΣ орооςорофΦ 

млф tΦ ²Φ !ȅŜǊǎΣ ¢ƘŜ ǇƘȅǎƛŎŀƭ ōŀǎƛǎ ƻŦ ǘƘŜ ƘŀǊŘκǎƻŦǘ ŀŎƛŘκōŀǎŜ ǇǊƛƴŎƛǇƭŜΣ CŀǊŀŘŀȅ 5ƛǎŎǳǎǎΣ нллтΣ морΣ 

мсмςмфлΦ 

ммл ¢Φπ[Φ IƻΣ IŀǊŘ ǎƻŦǘ ŀŎƛŘǎ ōŀǎŜǎ όI{!.ύ ǇǊƛƴŎƛǇƭŜ ŀƴŘ ƻǊƎŀƴƛŎ ŎƘŜƳƛǎǘǊȅΣ /ƘŜƳ wŜǾΣ мфтрΣ трΣ мςнлΦ 

ммм DΦ ¢Φ {ŜŀōƻǊƎΣ hǾŜǊǾƛŜǿ ƻŦ ǘƘŜ ŀŎǘƛƴƛŘŜ ŀƴŘ ƭŀƴǘƘŀƴƛŘŜ όǘƘŜ Ŧύ ŜƭŜƳŜƴǘǎΣ wŀŘƛƻŎƘƛƳ !ŎǘŀΣ мффоΣ 

смΣ ммрςмннΦ 

ммн WΦ aΦ aŎYƛōōŜƴΣ /ƘŜƳƛǎǘǘȅ ƻŦ ǘƘŜ ǇǳǊŜȄ ǇǊƻŎŜǎǎΣ wŀŘƛƻŎƘƛƳ !ŎǘŀΣ мфупΣ осΣ оςмсΦ 

ммо !Φ tŀǳƭŜƴƻǾŀΣ CŀŎǘƻǊǎ /ƻƴǘǊƻƭƭƛƴƎ wŜŘƻȄ {ǇŜŎƛŀǘƛƻƴ ƻŦ tƭǳǘƻƴƛǳƳ ŀƴŘ bŜǇǘǳƴƛǳƳ ƛƴ 9ȄǘǊŀŎǘƛƻƴ 

{ŜǇŀǊŀǘƛƻƴ tǊƻŎŜǎǎŜǎΣ hǊŜƎƻƴ {ǘŀǘŜ ¦ƴƛǾΦΣ /ƻǊǾŀƭƭƛǎΣ hw ό¦ƴƛǘŜŘ {ǘŀǘŜǎύΣ нлмоΦ 

ммп ²Φ ²Φ {ŎƘǳƭȊΣ /ƘŜƳƛǎǘǊȅ ƻŦ ŀƳŜǊƛŎƛǳƳΣ !ǘƭŀƴǘƛŎ wƛŎƘŦƛŜƭŘ IŀƴŦƻǊŘ /ƻΦΣ wƛŎƘƭŀƴŘΣ ²! ό¦ƴƛǘŜŘ 

{ǘŀǘŜǎύΣ мфтсΦ 

ммр WΦ bŀǊōǳǘǘΣ ƛƴ [ƛǉǳƛŘπǇƘŀǎŜ ŜȄǘǊŀŎǘƛƻƴΣ 9ƭǎŜǾƛŜǊΣ нлнлΣ ǇǇΦ тнрςтппΦ 

ммс tΦ WΦ tŀƴŀƪ ŀƴŘ !Φ DŜƛǎǘΣ /ƻƳǇƭŜȄŀǘƛƻƴ ŀƴŘ ŜȄǘǊŀŎǘƛƻƴ ƻŦ ǘǊƛǾŀƭŜƴǘ ŀŎǘƛƴƛŘŜǎ ŀƴŘ ƭŀƴǘƘŀƴƛŘŜǎ ōȅ 

ǘǊƛŀȊƛƴȅƭǇȅǊƛŘƛƴŜ bπŘƻƴƻǊ ƭƛƎŀƴŘǎΣ /ƘŜƳ wŜǾΣ нлмоΣ ммоΣ ммффςмносΦ 

ммт YΦ [Φ bŀǎƘΣ {ŜǇŀǊŀǘƛƻƴ ŎƘŜƳƛǎǘǊȅ ŦƻǊ ƭŀƴǘƘŀƴƛŘŜǎ ŀƴŘ ǘǊƛǾŀƭŜƴǘ ŀŎǘƛƴƛŘŜǎΣ IŀƴŘōƻƻƪ ƻƴ ǘƘŜ ǇƘȅǎƛŎǎ 

ŀƴŘ ŎƘŜƳƛǎǘǊȅ ƻŦ ǊŀǊŜ ŜŀǊǘƘǎΣ мффпΣ муΣ мфтςноуΦ 

мму !Φ wƻǳǘΣ YΦ !Φ ±ŜƴƪŀǘŜǎŀƴΣ aΦ tΦ !ƴǘƻƴȅ ŀƴŘ tΦ wΦ ±Φ wŀƻΣ /ƻƳǇŀǊƛǎƻƴ ƛƴ ǘƘŜ ŜȄǘǊŀŎǘƛƻƴ ōŜƘŀǾƛƻǊ ƻŦ 

ǳǊŀƴƛǳƳ ό±Lύ ŦǊƻƳ ƴƛǘǊƛŎ ŀŎƛŘ ƳŜŘƛǳƳ ǳǎƛƴƎ /Ihb ōŀǎŜŘ ŜȄǘǊŀŎǘŀƴǘǎΣ ƳƻƴƻŀƳƛŘŜΣ ƳŀƭƻƴŀƳƛŘŜΣ 

ŀƴŘ ŘƛƎƭȅŎƻƭŀƳƛŘŜΣ ŘƛǎǎƻƭǾŜŘ ƛƴ ǇƛǇŜǊƛŘƛƴƛǳƳ ƛƻƴƛŎ ƭƛǉǳƛŘΣ {ŜǇ {Ŏƛ ¢ŜŎƘƴƻƭΣ нлмсΣ рмΣ птпςпупΦ 

ммф !Φ DŜƛǎǘΣ ¦Φ aǸƭƭƛŎƘΣ 5Φ aŀƎƴǳǎǎƻƴΣ tΦ YŀŘŜƴΣ DΦ aƻŘƻƭƻΣ !Φ ²ƛƭŘŜƴ ŀƴŘ ¢Φ ½ŜǾŀŎƻΣ !ŎǘƛƴƛŘŜ 

όLLLύκƭŀƴǘƘŀƴƛŘŜ όLLLύ ǎŜǇŀǊŀǘƛƻƴ Ǿƛŀ ǎŜƭŜŎǘƛǾŜ ŀǉǳŜƻǳǎ ŎƻƳǇƭŜȄŀǘƛƻƴ ƻŦ ŀŎǘƛƴƛŘŜǎ όLLLύ ǳǎƛƴƎ ŀ 

ƘȅŘǊƻǇƘƛƭƛŎ нΣ сπōƛǎ όмΣ нΣ пπǘǊƛŀȊƛƴπоπȅƭύπǇȅǊƛŘƛƴŜ ƛƴ ƴƛǘǊƛŎ ŀŎƛŘΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ ƛƻƴ 

ŜȄŎƘŀƴƎŜΣ нлмнΣ олΣ пооςпппΦ 

мнл 5Φ aŀƎƴǳǎǎƻƴΣ !Φ DŜƛǎǘΣ wΦ aŀƭƳōŜŎƪΣ DΦ aƻŘƻƭƻ ŀƴŘ !Φ ²ƛƭŘŜƴΣ CƭƻǿπǎƘŜŜǘ ŘŜǎƛƎƴ ŦƻǊ ŀƴ 

ƛƴƴƻǾŀǘƛǾŜ {!b9· ǇǊƻŎŜǎǎ ǳǎƛƴƎ ¢h5D! ŀƴŘ {hоπtƘπ.¢tΣ tǊƻŎŜŘƛŀ /ƘŜƳΣ нлмнΣ тΣ нпрςнрлΦ 
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мнм [Φ [Φ .ǳǊƎŜǊΣ ¦ǊŀƴƛǳƳ ŀƴŘ ǇƭǳǘƻƴƛǳƳ ŜȄǘǊŀŎǘƛƻƴ ōȅ ƻǊƎŀƴƻǇƘƻǎǇƘƻǊǳǎ ŎƻƳǇƻǳƴŘǎΣ W tƘȅǎ /ƘŜƳΣ 

мфруΣ снΣ рфлςрфоΦ 

мнн /Φ ±Φ {Φ .ǊŀƘƳƳŀƴŀƴŘŀ wŀƻΣ ¢Φ DΦ {ǊƛƴƛǾŀǎŀƴ ŀƴŘ tΦ wΦ ±ŀǎǳŘŜǾŀ wŀƻΣ {ǘǳŘƛŜǎ ƻƴ ǘƘŜ ŜȄǘǊŀŎǘƛƻƴ ƻŦ 

ŀŎǘƛƴƛŘŜǎ ōȅ ǎǳōǎǘƛǘǳǘŜŘ ōǳǘȅƭ ǇƘƻǎǇƘƻƴŀǘŜǎΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлмнΣ олΣ нснς

нттΦ 

мно DΦ YƻŎƘΣ ²Φ hŎƘǎŜƴŦŜƭŘΣ IΦ {ŎƘƳƛŜŘŜǊ ŀƴŘ ²Φ ²ŜƛƴƭŀŜƴŘŜǊΣ /ƘŜƳƛŎŀƭ ŀǎǇŜŎǘǎ ƛƴ ǘƘŜ ŘŜǎƛƎƴ ƻŦ ŀ 

ŦƭƻǿǎƘŜŜǘ ŦƻǊ ŀ ƭŀǊƎŜπǎŎŀƭŜ [²w ǊŜǇǊƻŎŜǎǎƛƴƎ ǇƭŀƴǘΦ 

мнп /Φ [ŀƳƻǳǊƻǳȄΣ IΦ ±ƛǊŜƭƛȊƛŜǊΣ /Φ aƻǳƭƛƴΣ WΦ /Φ ¢ŀōŜǘ ŀƴŘ /Φ YΦ WŀƴƪƻǿǎƪƛΣ 5ƛǊŜŎǘ ŘŜǘŜǊƳƛƴŀǘƛƻƴ ƻŦ 

Řƛōǳǘȅƭ ŀƴŘ Ƴƻƴƻōǳǘȅƭ ǇƘƻǎǇƘŀǘŜ ƛƴ ŀ ǘǊƛōǳǘȅƭ ǇƘƻǎǇƘŀǘŜκƴƛǘǊƛŎ ŀǉǳŜƻǳǎπǇƘŀǎŜ ǎȅǎǘŜƳ ōȅ 

ŜƭŜŎǘǊƻǎǇǊŀȅ Ƴŀǎǎ ǎǇŜŎǘǊƻƳŜǘǊȅΣ !ƴŀƭ /ƘŜƳΣ нлллΣ тнΣ ммусςммфмΦ 

мнр ¢Φ IΦ {ƛŘŘŀƭƭ LLLΣ 9ŦŦŜŎǘǎ ƻŦ ǎǘǊǳŎǘǳǊŜ ƻŦ bΣ bπŘƛǎǳōǎǘƛǘǳǘŜŘ ŀƳƛŘŜǎ ƻƴ ǘƘŜƛǊ ŜȄǘǊŀŎǘƛƻƴ ƻŦ ŀŎǘƛƴƛŘŜ 

ŀƴŘ ȊƛǊŎƻƴƛǳƳ ƴƛǘǊŀǘŜǎ ŀƴŘ ƻŦ ƴƛǘǊƛŎ ŀŎƛŘмΣ W tƘȅǎ /ƘŜƳΣ мфслΣ спΣ мусоςмуссΦ 

мнс ¢Φ IΦ {ƛŘŘŀƭƭ LLLΣ .ƛŘŜƴǘŀǘŜ hǊƎŀƴƻǇƘƻǎǇƘƻǊǳǎ /ƻƳǇƻǳƴŘǎ ŀǎ 9ȄǘǊŀŎǘŀƴǘǎΦ LΦ 9ȄǘǊŀŎǘƛƻƴ ƻŦ /ŜǊƛǳƳΣ 

tǊƻƳŜǘƘƛǳƳΣ ŀƴŘ !ƳŜǊƛŎƛǳƳ bƛǘǊŀǘŜǎΣ 5ǳ tƻƴǘ ŘŜ bŜƳƻǳǊǎ ό9Lύ ϧ /ƻΦ {ŀǾŀƴƴŀƘ wƛǾŜǊ [ŀōΦΣ !ƛƪŜƴΣ 

{/Σ мфснΦ 

мнт YΦ 5Ŝ WŜǎǳǎΣ wΦ wƻŘǊƛƎǳŜȊΣ 5Φ [Φ .ŀŜƪΣ wΦ ± CƻȄΣ {Φ tŀǎƘƛƪŀƴǘƛ ŀƴŘ YΦ {ƘŀǊƳŀΣ 9ȄǘǊŀŎǘƛƻƴ ƻŦ 

ƭŀƴǘƘŀƴƛŘŜǎ ŀƴŘ ŀŎǘƛƴƛŘŜǎ ǇǊŜǎŜƴǘ ƛƴ ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭ ŀƴŘ ƛƴ ŜƭŜŎǘǊƻƴƛŎ ǿŀǎǘŜΣ W aƻƭ [ƛǉΣ нлнмΣ 

оосΣ ммсллсΦ 

мну {Φ !Φ !ƴǎŀǊƛΣ tΦ tŀǘƘŀƪΣ tΦ YΦ aƻƘŀǇŀǘǊŀ ŀƴŘ ±Φ YΦ aŀƴŎƘŀƴŘŀΣ !ǉǳŜƻǳǎ ǇŀǊǘƛǘƛƻƴƛƴƎ ƻŦ ƳƛƴƻǊ 

ŀŎǘƛƴƛŘŜǎ ōȅ ŘƛŦŦŜǊŜƴǘ ǇǊƻŎŜǎǎŜǎΣ {ŜǇŀǊŀǘƛƻƴ ϧ tǳǊƛŦƛŎŀǘƛƻƴ wŜǾƛŜǿǎΣ нлммΣ плΣ поςтсΦ 

мнф bΦ /ƻƴŘŀƳƛƴŜǎ ŀƴŘ /Φ aǳǎƛƪŀǎΣ ¢ƘŜ ŜȄǘǊŀŎǘƛƻƴ ōȅ bbπŘƛŀƭƪȅƭŀƳƛŘŜǎΦ LLΦ 9ȄǘǊŀŎǘƛƻƴ ƻŦ ŀŎǘƛƴƛŘŜ 

ŎŀǘƛƻƴǎΣ {ƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ŀƴŘ ƛƻƴ ŜȄŎƘŀƴƎŜΣ мффнΣ млΣ сфςмллΦ 

мол DΦ ¢ƘƛƻƭƭŜǘ ŀƴŘ /Φ aǳǎƛƪŀǎΣ {ȅƴǘƘŜǎƛǎ ŀƴŘ ǳǎŜǎ ƻŦ ǘƘŜ ŀƳƛŘŜǎ ŜȄǘǊŀŎǘŀƴǘǎΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ 

Lƻƴ 9ȄŎƘŀƴƎŜΣ мфуфΣ тΣ умоςунтΦ 

мом bΦ /ƻƴŘŀƳƛƴŜǎ ŀƴŘ /Φ aǳǎƛƪŀǎΣ ¢I9 9·¢w!/¢Lhb .¸ bΣ bπ5L![Y¸[!aL59{Φ LΦ Ibhо !b5 h¢I9w 

LbhwD!bL/ !/L5{ΦΣ {ƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ŀƴŘ ƛƻƴ ŜȄŎƘŀƴƎŜΣ мфууΣ сΣ мллтςмлопΦ 

мон DΦ aΦ /ŀǎǇŀǊƛƴƛ ŀƴŘ DΦ DǊƻǎǎƛΣ !ǇǇƭƛŎŀǘƛƻƴ ƻŦ bΣ bπŘƛŀƭƪȅƭ ŀƭƛǇƘŀǘƛŎ ŀƳƛŘŜǎ ƛƴ ǘƘŜ ǎŜǇŀǊŀǘƛƻƴ ƻŦ 

ǎƻƳŜ ŀŎǘƛƴƛŘŜǎΣ {ŜǇ {Ŏƛ ¢ŜŎƘƴƻƭΣ мфулΣ мрΣ унрςуппΦ 
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моо YΦ aŎ/ŀƴƴΣ .Φ WΦ aƛƴŎƘŜǊΣ bΦ /Φ {ŎƘƳƛǘǘ ŀƴŘ WΦ /Φ .ǊŀƭŜȅΣ IŜȄŀǾŀƭŜƴǘ ŀŎǘƛƴƛŘŜ ŜȄǘǊŀŎǘƛƻƴ ǳǎƛƴƎ bΣ bπ

Řƛŀƭƪȅƭ ŀƳƛŘŜǎΣ LƴŘ 9ƴƎ /ƘŜƳ wŜǎΣ нлмтΣ рсΣ срмрςсрмфΦ 

моп {Φ {ǳȊǳƪƛΣ ¸Φ {ŀǎŀƪƛΣ ¢Φ ¸ŀƛǘŀ ŀƴŘ ¢Φ YƛƳǳǊŀΣ {ǘǳŘȅ ƻƴ ǎŜƭŜŎǘƛǾŜ ǎŜǇŀǊŀǘƛƻƴ ƻŦ ǳǊŀƴƛǳƳ ōȅ bΣ bπ

ŘƛŀƭƪȅƭπŀƳƛŘŜ ƛƴ !w¢L{¢ ǇǊƻŎŜǎǎΣ 5ŜǇŀǊǘƳŜƴǘ ƻŦ aŀǘŜǊƛŀƭǎ {ŎƛŜƴŎŜΣ нллпΦ 

мор tΦ aƻŜȅŀŜǊǘΣ ¢Φ 5ǳƳŀǎΣ 5Φ DǳƛƭƭŀǳƳƻƴǘΣ YΦ YǾŀǎƘƴƛƴŀΣ /Φ {ƻǊŜƭΣ aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ tΦ aƻƛǎȅ ŀƴŘ WΦπCΦ 

5ǳŦǊşŎƘŜΣ aƻŘŜƭƛƴƎ ŀƴŘ ǎǇŜŎƛŀǘƛƻƴ ǎǘǳŘȅ ƻŦ ǳǊŀƴƛǳƳ ό±Lύ ŀƴŘ ǘŜŎƘƴŜǘƛǳƳ ό±LLύ ŎƻŜȄǘǊŀŎǘƛƻƴ ǿƛǘƘ 

59Iƛ.!Σ LƴƻǊƎ /ƘŜƳΣ нлмсΣ ррΣ срммςсрмфΦ 

мос WΦ 5ǊŀŘŜǊΣ DΦ {ŀƛƴǘπ[ƻǳƛǎΣ WΦ aΦ aǳƭƭŜǊΣ aΦ /Φ /ƘŀǊōƻƴƴŜƭΣ tΦ DǳƛƭōŀǳŘΣ [Φ .ŜǊǘƘƻƴΣ YΦ aΦ wƻǎŎƛƻƭƛπ

WƻƘƴǎƻƴΣ /Φ !Φ ½ŀǊȊŀƴŀΣ /Φ wŀŜ ŀƴŘ DΦ {Φ DǊƻŜƴŜǿƻƭŘΣ wŀŘƛŀǘƛƻƴ ŎƘŜƳƛǎǘǊȅ ƻŦ ǘƘŜ ōǊŀƴŎƘŜŘπŎƘŀƛƴ 

ƳƻƴƻŀƳƛŘŜ ŘƛπнπŜǘƘȅƭƘŜȄȅƭπƛǎƻōǳǘȅǊŀƳƛŘŜΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлмтΣ орΣ пулς

пфрΦ 

мот 5Φ tǊŀōƘǳΣ DΦ aŀƘŀƧŀƴ ŀƴŘ DΦ bŀƛǊΣ 5ƛ όнπŜǘƘȅƭ ƘŜȄȅƭύ ōǳǘȅǊŀƳƛŘŜ ŀƴŘ Řƛ όнπŜǘƘȅƭ ƘŜȄȅƭύ 

ƛǎƻōǳǘȅǊŀƳƛŘŜ ŀǎ ŜȄǘǊŀŎǘŀƴǘǎ ŦƻǊ ǳǊŀƴƛǳƳ ό±Lύ ŀƴŘ ǇƭǳǘƻƴƛǳƳ όL±ύΣ W wŀŘƛƻŀƴŀƭ bǳŎƭ /ƘŜƳΣ мффтΣ 

ннпΣ ммоςммтΦ 

моу YΦ aŎ/ŀƴƴΣ .Φ WΦ aƛƴŎƘŜǊΣ bΦ /Φ {ŎƘƳƛǘǘ ŀƴŘ WΦ /Φ .ǊŀƭŜȅΣ IŜȄŀǾŀƭŜƴǘ ŀŎǘƛƴƛŘŜ ŜȄǘǊŀŎǘƛƻƴ ǳǎƛƴƎ bΣ bπ

Řƛŀƭƪȅƭ ŀƳƛŘŜǎΣ LƴŘ 9ƴƎ /ƘŜƳ wŜǎΣ нлмтΣ рсΣ срмрςсрмфΦ 

моф tΦ bΦ tŀǘƘŀƪΣ [Φ .Φ YǳƳōƘŀǊŜ ŀƴŘ ±Φ YΦ aŀƴŎƘŀƴŘŀΣ {ǘǊǳŎǘǳǊŀƭ ŜŦŦŜŎǘǎ ƛƴ bΣ bπŘƛŀƭƪȅƭ ŀƳƛŘŜǎ ƻƴ 

ǘƘŜƛǊ ŜȄǘǊŀŎǘƛƻƴ ōŜƘŀǾƛƻǊ ǘƻǿŀǊŘ ǳǊŀƴƛǳƳ ŀƴŘ ǘƘƻǊƛǳƳΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ 

нллмΣ мфΣ млрςмнсΦ 

мпл YΦ aŎ/ŀƴƴΣ WΦ !Φ 5ǊŀŘŜǊ ŀƴŘ WΦ /Φ .ǊŀƭŜȅΣ /ƻƳǇŀǊƛƴƎ ōǊŀƴŎƘŜŘ ǾŜǊǎǳǎ ǎǘǊŀƛƎƘǘπŎƘŀƛƴŜŘ ƳƻƴƻŀƳƛŘŜ 

ŜȄǘǊŀŎǘŀƴǘǎ ŦƻǊ ŀŎǘƛƴƛŘŜ ǊŜŎƻǾŜǊȅΣ {ŜǇŀǊŀǘƛƻƴ ϧ tǳǊƛŦƛŎŀǘƛƻƴ wŜǾƛŜǿǎΣ нлмуΣ птΣ пфςсрΦ 

мпм ±Φ YΦ aŀƴŎƘŀƴŘŀΣ tΦ .Φ wǳƛƪŀǊΣ {Φ {ǊƛǊŀƳΣ aΦ {Φ bŀƎŀǊΣ tΦ bΦ tŀǘƘŀƪΣ YΦ YΦ DǳǇǘŀΣ wΦ YΦ {ƛƴƎƘΣ wΦ wΦ 

/ƘƛǘƴƛǎΣ tΦ {Φ 5ƘŀƳƛ ŀƴŘ !Φ wŀƳŀƴǳƧŀƳΣ 5ƛǎǘǊƛōǳǘƛƻƴ ōŜƘŀǾƛƻǊ ƻŦ ¦ ό±LύΣ tǳ όL±ύΣ !Ƴ όLLLύΣ ŀƴŘ ½Ǌ όL±ύ 

ǿƛǘƘ bΣ bπŘƛƘŜȄȅƭ ƻŎǘŀƴŀƳƛŘŜ ǳƴŘŜǊ ǳǊŀƴƛǳƳπƭƻŀŘƛƴƎ ŎƻƴŘƛǘƛƻƴǎΣ bǳŎƭ ¢ŜŎƘƴƻƭΣ нллмΣ мопΣ номς

нплΦ 

мпн bΦ YǳƳŀǊƛΣ tΦ bΦ tŀǘƘŀƪΣ 5Φ wΦ tǊŀōƘǳ ŀƴŘ ±Φ YΦ aŀƴŎƘŀƴŘŀΣ /ƻƳǇŀǊƛǎƻƴ ƻŦ ŜȄǘǊŀŎǘƛƻƴ ōŜƘŀǾƛƻǊ ƻŦ 

ƴŜǇǘǳƴƛǳƳ ŦǊƻƳ ƴƛǘǊƛŎ ŀŎƛŘ ƳŜŘƛǳƳ ŜƳǇƭƻȅƛƴƎ ǘǊƛπƴπōǳǘȅƭ ǇƘƻǎǇƘŀǘŜ ŀƴŘ bΣ bπŘƛƘŜȄȅƭ 

ƻŎǘŀƴŀƳƛŘŜ ŀǎ ŜȄǘǊŀŎǘŀƴǘǎΣ {ŜǇ {Ŏƛ ¢ŜŎƘƴƻƭΣ нлмнΣ птΣ мпфнςмпфтΦ 
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мпо DΦ aΦ DŀǎǇŀǊƛƴƛ ŀƴŘ DΦ DǊƻǎǎƛΣ wŜǾƛŜǿ ŀǊǘƛŎƭŜ ƭƻƴƎ ŎƘŀƛƴ ŘƛǎǳōǎǘƛǘǳǘŜŘ ŀƭƛǇƘŀǘƛŎ ŀƳƛŘŜǎ ŀǎ 

ŜȄǘǊŀŎǘƛƴƎ ŀƎŜƴǘǎ ƛƴ ƛƴŘǳǎǘǊƛŀƭ ŀǇǇƭƛŎŀǘƛƻƴǎ ƻŦ ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 

9ȄŎƘŀƴƎŜΣ мфусΣ пΣ мнооςмнтмΦ 

мпп WΦ aΦ DƻƎƻƭǎƪƛ ŀƴŘ aΦ tΦ WŜƴǎŜƴΣ ¦ǎƛƴƎ bΣ bπŘƛŀƭƪȅƭŀƳƛŘŜǎ ŦƻǊ ƴŜǇǘǳƴƛǳƳ ǇǳǊƛŦƛŎŀǘƛƻƴ ŦǊƻƳ ƻǘƘŜǊ 

ŀŎǘƛƴƛŘŜǎ ŦƻǊ ǎǇŀŎŜ ŀǇǇƭƛŎŀǘƛƻƴǎΣ {ŜǇ {Ŏƛ ¢ŜŎƘƴƻƭΣ нлнмΣ рсΣ нттрςнтууΦ 

мпр WΦ aΦ DƻƎƻƭǎƪƛΣ tΦ wΦ ½ŀƭǳǇǎƪƛΣ ¢Φ {Φ DǊƛƳŜǎ ŀƴŘ aΦ tΦ WŜƴǎŜƴΣ bŜǇǘǳƴƛǳƳ ŜȄǘǊŀŎǘƛƻƴ ōȅ bΣ bπ

ŘƛŀƭƪȅƭŀƳƛŘŜǎΣ wŀŘƛƻŎƘƛƳ !ŎǘŀΣ нлнлΣ млуΣ тлтςтмсΦ 

мпс /Φ 5Φ IǳǊŘ ŀƴŘ wΦ LΦ aƻǊƛΣ hƴ ŀŎȅƭƘȅŘǊŀȊƻƴŜǎ ŀƴŘ мΣ нΣ оπǘƘƛŀŘƛŀȊƻƭŜǎΣ W !Ƴ /ƘŜƳ {ƻŎΣ мфррΣ ттΣ 

рорфςроспΦ 

мпт tΦ CƻǳǊ ŀƴŘ CΦ DǳƛōŜΣ tŀƭƭŀŘƛǳƳπŎŀǘŀƭȅȊŜŘ ǊŜŀŎǘƛƻƴ ƻŦ ǘǊƛōǳǘȅƭǘƛƴ ƘȅŘǊƛŘŜ ǿƛǘƘ ŀŎȅƭ ŎƘƭƻǊƛŘŜǎΦ ! 

ƳƛƭŘΣ ǎŜƭŜŎǘƛǾŜΣ ŀƴŘ ƎŜƴŜǊŀƭ ǊƻǳǘŜ ǘƻ ŀƭŘŜƘȅŘŜǎΣ W hǊƎ /ƘŜƳΣ мфумΣ псΣ ппофςпппрΦ 

мпу ¢Φ tΦ {ƳȅǘƘ ŀƴŘ .Φ ²Φ /ƻǊōȅΣ LƴŘǳǎǘǊƛŀƭƭȅ ǾƛŀōƭŜ ŀƭǘŜǊƴŀǘƛǾŜ ǘƻ ǘƘŜ ŦǊƛŜŘŜƭҍ ŎǊŀŦǘǎ ŀŎȅƭŀǘƛƻƴ ǊŜŀŎǘƛƻƴΥ 

ǘŀƳƻȄƛŦŜƴ ŎŀǎŜ ǎǘǳŘȅΣ hǊƎ tǊƻŎŜǎǎ wŜǎ 5ŜǾΣ мффтΣ мΣ нспςнстΦ 

мпф !Φ IŀŘŦƛŜƭŘΣ IΦ {ŎƘǿŜƛǘȊŜǊΣ aΦ tΦ ¢ǊƻǾŀ ŀƴŘ YΦ DǊŜŜƴΣ tǊŀŎǘƛŎŀƭΣ ƭŀǊƎŜπǎŎŀƭŜ ǎȅƴǘƘŜǎƛǎ ƻŦ нΣ нπ

ŘƛƳŜǘƘȅƭπрπƘȅŘǊƻȄȅπпπƻȄƻπōŜƴȊƻπмΣ пπŘƛƻȄƛƴΣ {ȅƴǘƘ /ƻƳƳǳƴΣ мффпΣ нпΣ млнрςмлнуΦ 

мрл ±Φ wΦ tŀǘǘŀōƛǊŀƳŀƴ ŀƴŘ WΦ ²Φ .ƻŘŜΣ wŜǘƘƛƴƪƛƴƎ ŀƳƛŘŜ ōƻƴŘ ǎȅƴǘƘŜǎƛǎΣ bŀǘǳǊŜΣ нлммΣ пулΣ птмςптфΦ 

мрм /Φ !Φ DΦ bΦ aƻƴǘŀƭōŜǘǘƛ ŀƴŘ ±Φ CŀƭǉǳŜΣ !ƳƛŘŜ ōƻƴŘ ŦƻǊƳŀǘƛƻƴ ŀƴŘ ǇŜǇǘƛŘŜ ŎƻǳǇƭƛƴƎΣ ¢ŜǘǊŀƘŜŘǊƻƴΣ 

нллрΣ смΣ млунтςмлурнΦ 

мрн /Φ [Φ !ƭƭŜƴ ŀƴŘ WΦ aΦ WΦ ²ƛƭƭƛŀƳǎΣ aŜǘŀƭπŎŀǘŀƭȅǎŜŘ ŀǇǇǊƻŀŎƘŜǎ ǘƻ ŀƳƛŘŜ ōƻƴŘ ŦƻǊƳŀǘƛƻƴΣ /ƘŜƳ {ƻŎ 

wŜǾΣ нлммΣ плΣ оплрςопмрΦ 

мро wΦ aΦ 5Ŝ CƛƎǳŜƛǊŜŘƻΣ WΦπ{Φ {ǳǇǇƻ ŀƴŘ WΦπaΦ /ŀƳǇŀƎƴŜΣ bƻƴŎƭŀǎǎƛŎŀƭ ǊƻǳǘŜǎ ŦƻǊ ŀƳƛŘŜ ōƻƴŘ 

ŦƻǊƳŀǘƛƻƴΣ /ƘŜƳ wŜǾΣ нлмсΣ ммсΣ мнлнфςмнмннΦ 

мрп 9Φ ±ŀƭŜǳǊ ŀƴŘ aΦ .ǊŀŘƭŜȅΣ !ƳƛŘŜ ōƻƴŘ ŦƻǊƳŀǘƛƻƴΥ ōŜȅƻƴŘ ǘƘŜ ƳȅǘƘ ƻŦ ŎƻǳǇƭƛƴƎ ǊŜŀƎŜƴǘǎΣ /ƘŜƳ 

{ƻŎ wŜǾΣ нллфΣ оуΣ слсςсомΦ 

мрр aΦ ¢Φ {ŀōŀǘƛƴƛΣ [Φ ¢Φ .ƻǳƭǘƻƴΣ IΦ CΦ {ƴŜŘŘƻƴ ŀƴŘ ¢Φ 5Φ {ƘŜǇǇŀǊŘΣ ! ƎǊŜŜƴ ŎƘŜƳƛǎǘǊȅ ǇŜǊǎǇŜŎǘƛǾŜ ƻƴ 

ŎŀǘŀƭȅǘƛŎ ŀƳƛŘŜ ōƻƴŘ ŦƻǊƳŀǘƛƻƴΣ bŀǘ /ŀǘŀƭΣ нлмфΣ нΣ млςмтΦ 

мрс ¢Φ {ƘŀǿΣ !Φ 5Φ /ƭŀȅǘƻƴΣ wΦ [ŀōŜǎΣ ¢Φ aΦ 5ƛȄƻƴΣ {Φ .ƻȅŀƭƭΣ hΦ WΦ YŜǊǎƘŀǿΣ wΦ !Φ .ƻǳǊƴŜ ŀƴŘ .Φ /Φ 

IŀƴǎƻƴΣ ! ǎŜƭŦπƻǇǘƛƳƛǎŜŘ ŀǇǇǊƻŀŎƘ ǘƻ ǎȅƴǘƘŜǎƛǎƛƴƎ 59Iƛ.! ŦƻǊ ŀŘǾŀƴŎŜŘ ƴǳŎƭŜŀǊ ǊŜǇǊƻŎŜǎǎƛƴƎΣ 

ŜȄǇƭƻƛǘƛƴƎ ǘƘŜ ǇƻǿŜǊ ƻŦ ƳŀŎƘƛƴŜπƭŜŀǊƴƛƴƎΣ wŜŀŎǘ /ƘŜƳ 9ƴƎΣ нлнпΣ фΣ пнсςпоуΦ 
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мрт YΦ IΦ .ƭŜƛŎƘŜǊΣ IΦπWΦ .ǀƘƳΣ YΦ aǸƭƭŜǊ ŀƴŘ !Φ LΦ !ƭŀƴƛƴŜΣ Iƛǘ ŀƴŘ ƭŜŀŘ ƎŜƴŜǊŀǘƛƻƴΥ ōŜȅƻƴŘ ƘƛƎƘπ

ǘƘǊƻǳƎƘǇǳǘ ǎŎǊŜŜƴƛƴƎΣ bŀǘ wŜǾ 5ǊǳƎ 5ƛǎŎƻǾΣ нллоΣ нΣ осфςотуΦ 

мру bΦ aΦ aƻǊŀǘƻΣ aΦ ¢Φ [ŜΣ 5Φ ¢Φ IƻƭŘŜƴ ŀƴŘ wΦ DǊŀƘŀƳ /ƻƻƪǎΣ !ǳǘƻƳŀǘŜŘ ƘƛƎƘπǘƘǊƻǳƎƘǇǳǘ ǎȅǎǘŜƳ 

ŎƻƳōƛƴƛƴƎ ǎƳŀƭƭπǎŎŀƭŜ ǎȅƴǘƘŜǎƛǎ ǿƛǘƘ ōƛƻŀǎǎŀȅǎ ŀƴŘ ǊŜŀŎǘƛƻƴ ǎŎǊŜŜƴƛƴƎΣ {[!{ ¢9/Ibh[hD¸Υ 

¢ǊŀƴǎƭŀǘƛƴƎ [ƛŦŜ {ŎƛŜƴŎŜǎ LƴƴƻǾŀǘƛƻƴΣ нлнмΣ нсΣ рррςртмΦ 

мрф WΦ !Φ DǊȊȅōΣ aΦ {ƘŜƴΣ /Φ ¸ƻǎƘƛƴŀπLǎƘƛƛΣ ²Φ /ƘƛΣ wΦ {Φ .Ǌƻǿƴ ŀƴŘ wΦ !Φ .ŀǘŜȅΣ /ŀǊōŀƳƻȅƭƛƳƛŘŀȊƻƭƛǳƳ 

ŀƴŘ ǘƘƛƻŎŀǊōŀƳƻȅƭƛƳƛŘŀȊƻƭƛǳƳ ǎŀƭǘǎΥ ƴƻǾŜƭ ǊŜŀƎŜƴǘǎ ŦƻǊ ǘƘŜ ǎȅƴǘƘŜǎƛǎ ƻŦ ǳǊŜŀǎΣ ǘƘƛƻǳǊŜŀǎΣ 

ŎŀǊōŀƳŀǘŜǎΣ ǘƘƛƻŎŀǊōŀƳŀǘŜǎ ŀƴŘ ŀƳƛŘŜǎΣ ¢ŜǘǊŀƘŜŘǊƻƴΣ нллрΣ смΣ тмроςтмтрΦ 

мсл WΦ !Φ DǊȊȅō ŀƴŘ wΦ !Φ .ŀǘŜȅΣ /ŀǊōŀƳƻȅƭƛƳƛŘŀȊƻƭƛǳƳ ǎŀƭǘǎ ŀǎ ŘƛǾŜǊǎƛŦƛŎŀǘƛƻƴ ǊŜŀƎŜƴǘǎΥ ŀƴ ŀǇǇƭƛŎŀǘƛƻƴ 

ǘƻ ǘƘŜ ǎȅƴǘƘŜǎƛǎ ƻŦ ǘŜǊǘƛŀǊȅ ŀƳƛŘŜǎ ŦǊƻƳ ŎŀǊōƻȄȅƭƛŎ ŀŎƛŘǎΣ ¢ŜǘǊŀƘŜŘǊƻƴ [ŜǘǘΣ нллоΣ ппΣ тпурςтпууΦ 

мсм tΦ bΦ tŀǘƘŀƪΣ wΦ ±ŜŜǊŀǊŀƎƘŀǾŀƴΣ 5Φ wΦ tǊŀōƘǳΣ DΦ wΦ aŀƘŀƧŀƴ ŀƴŘ ±Φ YΦ aŀƴŎƘŀƴŘŀΣ {ŜǇŀǊŀǘƛƻƴ 

ǎǘǳŘƛŜǎ ƻŦ ǳǊŀƴƛǳƳ ŀƴŘ ǘƘƻǊƛǳƳ ǳǎƛƴƎ ŘƛπнπŜǘƘȅƭƘŜȄȅƭ ƛǎƻōǳǘȅǊŀƳƛŘŜ ό5н9IL.!ύΣ {ŜǇ {Ŏƛ ¢ŜŎƘƴƻƭΣ 

мфффΣ опΣ нслмςнсмпΦ 

мсн ¸Φ .ŀƴΣ {Φ IƻǘƻƪǳΣ ¸Φ ¢ǎǳōŀǘŀ ŀƴŘ ¸Φ aƻǊƛǘŀΣ ¦ǊŀƴƛǳƳ ŀƴŘ ǇƭǳǘƻƴƛǳƳ ŜȄǘǊŀŎǘƛƻƴ ŦǊƻƳ ƴƛǘǊƛŎ ŀŎƛŘ ōȅ 

bΣ bπŘƛ όнπŜǘƘȅƭƘŜȄȅƭύπнΣ нπŘƛƳŜǘƘȅƭǇǊƻǇŀƴŀƳƛŘŜ ό59I5at!ύ ŀƴŘ bΣ bπŘƛ όнπŜǘƘȅƭƘŜȄȅƭύ 

ōǳǘŀƴŀƳƛŘŜ ό59I.!ύ ǳǎƛƴƎ ƳƛȄŜǊπǎŜǘǘƭŜǊ ŜȄǘǊŀŎǘƻǊǎΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлмпΣ 

онΣ опуςоспΦ 

мсо CΦ wƻŘǊƛƎǳŜǎΣ DΦ CŜǊǊǳΣ [Φ .ŜǊǘƘƻƴΣ bΦ .ƻǳōŀƭǎΣ tΦ DǳƛƭōŀǳŘΣ /Φ {ƻǊŜƭΣ hΦ 5ƛŀǘΣ tΦ .ŀǳŘǳƛƴΣ WΦ tΦ 

{ƛƳƻƴƛƴ ŀƴŘ WΦπtΦ aƻǊŜƭΣ bŜǿ ƛƴǎƛƎƘǘǎ ƛƴǘƻ ǘƘŜ ŜȄǘǊŀŎǘƛƻƴ ƻŦ ǳǊŀƴƛǳƳ ό±Lύ ōȅ ŀƴ bΣ bπŘƛŀƭƪȅƭŀƳƛŘŜΣ 

aƻƭ tƘȅǎΣ нлмпΣ ммнΣ моснςмотпΦ 

мсп tΦ aƻŜȅŀŜǊǘΣ ¢Φ 5ǳƳŀǎΣ 5Φ DǳƛƭƭŀǳƳƻƴǘΣ YΦ YǾŀǎƘƴƛƴŀΣ /Φ {ƻǊŜƭΣ aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ tΦ aƻƛǎȅ ŀƴŘ WΦπCΦ 

5ǳŦǊşŎƘŜΣ aƻŘŜƭƛƴƎ ŀƴŘ ǎǇŜŎƛŀǘƛƻƴ ǎǘǳŘȅ ƻŦ ǳǊŀƴƛǳƳ ό±Lύ ŀƴŘ ǘŜŎƘƴŜǘƛǳƳ ό±LLύ ŎƻŜȄǘǊŀŎǘƛƻƴ ǿƛǘƘ 

59Iƛ.!Σ LƴƻǊƎ /ƘŜƳΣ нлмсΣ ррΣ срммςсрмфΦ 

мср aΦ tƭŜƛƴŜǎΣ aΦ IŀƘƴΣ WΦ 5ǳƘŀƳŜǘ ŀƴŘ ¢Φ ½ŜƳōΣ ! ƳƛƴƛƳŀƭ ǇǊŜŘƛŎǘƛǾŜ ƳƻŘŜƭ ŦƻǊ ōŜǘǘŜǊ ŦƻǊƳǳƭŀǘƛƻƴǎ 

ƻŦ ǎƻƭǾŜƴǘ ǇƘŀǎŜǎ ǿƛǘƘ ƭƻǿ ǾƛǎŎƻǎƛǘȅΣ 9tW bπbǳŎƭŜŀǊ {ŎƛŜƴŎŜǎ ϧ ¢ŜŎƘƴƻƭƻƎƛŜǎΣ нлнлΣ сΣ оΦ 

мсс /Φ aǳǎƛƪŀǎΣ bΦ /ƻƴŘŀƳƛƴŜǎ ŀƴŘ /Φ /ǳƛƭƭŜǊŘƛŜǊΣ {ŜǇŀǊŀǘƛƻƴ ŎƘŜƳƛǎǘǊȅ ŦƻǊ ǘƘŜ ƴǳŎƭŜŀǊ ƛƴŘǳǎǘǊȅΣ 

!ƴŀƭȅǘƛŎŀƭ ǎŎƛŜƴŎŜǎΣ мффмΣ тΣ ммςмсΦ 
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мст .Φ DŀƴƴŀȊΣ wΦ /ƘƛŀǊƛȊƛŀΣ aΦ wΦ !ƴǘƻƴƛƻΣ /Φ Iƛƭƭ ŀƴŘ DΦ /ƻǘŜΣ 9ȄǘǊŀŎǘƛƻƴ ƻŦ ƭŀƴǘƘŀƴƛŘŜǎ όLLLύ ŀƴŘ !Ƴ 

όLLLύ ōȅ ƳƛȄǘǳǊŜǎ ƻŦ ƳŀƭƻƴŀƳƛŘŜ ŀƴŘ ŘƛŀƭƪȅƭǇƘƻǎǇƘƻǊƛŎ ŀŎƛŘΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ 

нллтΣ нрΣ омоςоотΦ 

мсу {Φ YŀƴƴŀƴΣ aΦ !Φ aƻƻŘȅΣ /Φ [Φ .ŀǊƴŜǎ ŀƴŘ tΦ .Φ 5ǳǾŀƭΣ [ŀƴǘƘŀƴǳƳ όLLLύ ŀƴŘ ǳǊŀƴȅƭ ό±Lύ 

ŘƛƎƭȅŎƻƭŀƳƛŘŜ ŎƻƳǇƭŜȄŜǎΥ ǎȅƴǘƘŜǘƛŎ ǇǊŜŎǳǊǎƻǊǎ ŀƴŘ ǎǘǊǳŎǘǳǊŀƭ ǎǘǳŘƛŜǎ ƛƴǾƻƭǾƛƴƎ ƴƛǘǊŀǘŜ 

ŎƻƳǇƭŜȄŀǘƛƻƴΣ LƴƻǊƎ /ƘŜƳΣ нллуΣ птΣ псфмςпсфрΦ 

мсф /Φ /ǳƛƭƭŜǊŘƛŜǊΣ /Φ aǳǎƛƪŀǎΣ tΦ IƻŜƭΣ [Φ bƛƎƻƴŘ ŀƴŘ ·Φ ±ƛǘŀǊǘΣ aŀƭƻƴŀƳƛŘŜǎ ŀǎ ƴŜǿ ŜȄǘǊŀŎǘŀƴǘǎ ŦƻǊ 

ƴǳŎƭŜŀǊ ǿŀǎǘŜ ǎƻƭǳǘƛƻƴǎΣ {ŜǇ {Ŏƛ ¢ŜŎƘƴƻƭΣ мффмΣ нсΣ мннфςмнппΦ 

мтл DΦ wΦ aŀƘŀƧŀƴΣ 5Φ wΦ tǊŀōƘǳΣ ±Φ YΦ aŀƴŎƘŀƴŘŀ ŀƴŘ [Φ tΦ .ŀŘƘŜƪŀΣ {ǳōǎǘƛǘǳǘŜŘ ƳŀƭƻƴŀƳƛŘŜǎ ŀǎ 

ŜȄǘǊŀŎǘŀƴǘǎ ŦƻǊ ǇŀǊǘƛǘƛƻƴƛƴƎ ƻŦ ŀŎǘƛƴƛŘŜǎ ŦǊƻƳ ƴǳŎƭŜŀǊ ǿŀǎǘŜ ǎƻƭǳǘƛƻƴǎΣ ²ŀǎǘŜ aŀƴŀƎŜƳŜƴǘΣ мффуΣ 

муΣ мнрςмооΦ 

мтм !Φ .Φ tŀǘƛƭΣ ±Φ {Φ {ƘƛƴŘŜΣ tΦ bΦ tŀǘƘŀƪΣ tΦ YΦ aƻƘŀǇŀǘǊŀ ŀƴŘ ±Φ YΦ aŀƴŎƘŀƴŘŀΣ aƻŘƛŦƛŜŘ ǎȅƴǘƘŜǎƛǎ 

ǎŎƘŜƳŜ ŦƻǊ bΣ bπŘƛƳŜǘƘȅƭπbΣ bπŘƛƻŎǘȅƭπнΣόнπƘŜȄȅƭƻȄȅŜǘƘȅƭύ ƳŀƭƻƴŀƳƛŘŜ ό5a5hI9a!ύ ŀƴŘ ƛǘǎ 

ŎƻƳǇŀǊƛǎƻƴ ǿƛǘƘ ǇǊƻǇƻǎŜŘ ǎƻƭǾŜƴǘǎ ŦƻǊ ŀŎǘƛƴƛŘŜ ǇŀǊǘƛǘƛƻƴƛƴƎΣ wŀŘƛƻŎƘƛƳ !ŎǘŀΣ нлмоΣ млмΣ фоςмллΦ 

мтн ¸Φ {ŀǎŀƪƛ ŀƴŘ wΦ /ƘƻǇǇƛƴΣ {ƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ƻŦ 9ǳΣ ¢ƘΣ ¦Σ bǇ ŀƴŘ !Ƴ ǿƛǘƘ bΣ bπŘƛƳŜǘƘȅƭπbΣ bπ

ŘƛƘŜȄȅƭπоπƻȄŀǇŜƴǘŀƴŜŘƛŀƳƛŘŜ ŀƴŘ ƛǘǎ ŀƴŀƭƻƎƻǳǎ ŎƻƳǇƻǳƴŘǎΣ !ƴŀƭȅǘƛŎŀƭ ǎŎƛŜƴŎŜǎΣ мффсΣ мнΣ ннрς

нолΦ 

мто ¸Φ {ŀǎŀƪƛΣ ¸Φ {ǳƎƻΣ YΦ aƻǊƛǘŀ ŀƴŘ YΦ [Φ bŀǎƘΣ ¢ƘŜ ŜŦŦŜŎǘ ƻŦ ŀƭƪȅƭ ǎǳōǎǘƛǘǳŜƴǘǎ ƻƴ ŀŎǘƛƴƛŘŜ ŀƴŘ 

ƭŀƴǘƘŀƴƛŘŜ ŜȄǘǊŀŎǘƛƻƴ ōȅ ŘƛƎƭȅŎƻƭŀƳƛŘŜ ŎƻƳǇƻǳƴŘǎΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлмрΣ 

ооΣ снрςспмΦ 

мтп !Φ {ŜƴƎǳǇǘŀΣ !Φ .ƘŀǘǘŀŎƘŀǊȅȅŀΣ ²Φ ±ŜǊōƻƻƳΣ {Φ aΦ !ƭƛ ŀƴŘ tΦ YΦ aƻƘŀǇŀǘǊŀΣ LƴǎƛƎƘǘ ƛƴǘƻ ǘƘŜ 

ŎƻƳǇƭŜȄŀǘƛƻƴ ƻŦ ŀŎǘƛƴƛŘŜǎ ŀƴŘ ƭŀƴǘƘŀƴƛŘŜǎ ǿƛǘƘ ŘƛƎƭȅŎƻƭŀƳƛŘŜ ŘŜǊƛǾŀǘƛǾŜǎΥ ŜȄǇŜǊƛƳŜƴǘŀƭ ŀƴŘ 

ŘŜƴǎƛǘȅ ŦǳƴŎǘƛƻƴŀƭ ǘƘŜƻǊŜǘƛŎŀƭ ǎǘǳŘƛŜǎΣ W tƘȅǎ /ƘŜƳ .Σ нлмтΣ мнмΣ нсплςнспфΦ 

мтр tΦ 5ŜŜǇƛƪŀΣ YΦ bΦ {ŀōƘŀǊǿŀƭΣ ¢Φ DΦ {ǊƛƴƛǾŀǎŀƴ ŀƴŘ tΦ wΦ ±ŀǎǳŘŜǾŀ wŀƻΣ {ǘǳŘƛŜǎ ƻƴ ǘƘŜ ǳǎŜ ƻŦ bΣ bΣ bΣ 

bπǘŜǘǊŀ όнπŜǘƘȅƭƘŜȄȅƭύ ŘƛƎƭȅŎƻƭŀƳƛŘŜ ό¢9I5D!ύ ŦƻǊ ŀŎǘƛƴƛŘŜ ǇŀǊǘƛǘƛƻƴƛƴƎΦ LΥ LƴǾŜǎǘƛƎŀǘƛƻƴ ƻƴ ǘƘƛǊŘπ

ǇƘŀǎŜ ŦƻǊƳŀǘƛƻƴ ŀƴŘ ŜȄǘǊŀŎǘƛƻƴ ōŜƘŀǾƛƻǊΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлмлΣ нуΣ мупς

нлмΦ 
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мтс tΦ 5ŜŜǇƛƪŀΣ YΦ bΦ {ŀōƘŀǊǿŀƭΣ ¢Φ DΦ {ǊƛƴƛǾŀǎŀƴ ŀƴŘ tΦ wΦ ±ŀǎǳŘŜǾŀ wŀƻΣ {ǘǳŘƛŜǎ ƻƴ ǘƘŜ ǳǎŜ ƻŦ bΣ bΣ b Σ 

bπǘŜǘǊŀ όнπŜǘƘȅƭƘŜȄȅƭύ ŘƛƎƭȅŎƻƭŀƳƛŘŜ ό¢9I5D!ύ ŦƻǊ ŀŎǘƛƴƛŘŜ ǇŀǊǘƛǘƛƻƴƛƴƎ LLΥ LƴǾŜǎǘƛƎŀǘƛƻƴ ƻƴ 

ǊŀŘƛƻƭȅǘƛŎ ǎǘŀōƛƭƛǘȅΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлммΣ нфΣ нолςнпсΦ 

мтт aΦ LǉōŀƭΣ WΦ IǳǎƪŜƴǎΣ ²Φ ±ŜǊōƻƻƳΣ aΦ {ȅǇǳƭŀ ŀƴŘ DΦ aƻŘƻƭƻΣ {ȅƴǘƘŜǎƛǎ ŀƴŘ !Ƴκ9ǳ ŜȄǘǊŀŎǘƛƻƴ ƻŦ 

ƴƻǾŜƭ ¢h5D! ŘŜǊƛǾŀǘƛǾŜǎΣ {ǳǇǊŀƳƻƭ /ƘŜƳΣ нлмлΣ ннΣ унтςуотΦ 

мту 9Φ aŀǎǎƻƭƻΣ aΦ tƛǊƻƭŀ ŀƴŘ aΦ .ŜƴŀƎƭƛŀΣ !ƳƛŘŜ ōƻƴŘ ŦƻǊƳŀǘƛƻƴ ǎǘǊŀǘŜƎƛŜǎΥ [ŀǘŜǎǘ ŀŘǾŀƴŎŜǎ ƻƴ ŀ 

ŘŀǘŜƭŜǎǎ ǘǊŀƴǎŦƻǊƳŀǘƛƻƴΣ 9ǳǊƻǇŜŀƴ W hǊƎ /ƘŜƳΣ нлнлΣ нлнлΣ пспмςпсрмΦ 

мтф bΦ {ƘƛƳŀŘŀΣ aΦ IƛǊŀǘŀΣ aΦ YƻǎƘƛȊǳƪŀΣ bΦ hƘǎŜΣ wΦ Yŀƛǘƻ ŀƴŘ YΦ aŀƪƛƴƻΣ 5ƛōƻǊƻƴƛŎ ŀŎƛŘ ŀƴƘȅŘǊƛŘŜǎ 

ŀǎ ŜŦŦŜŎǘƛǾŜ Ŏŀǘŀƭȅǎǘǎ ŦƻǊ ǘƘŜ ƘȅŘǊƻȄȅπŘƛǊŜŎǘŜŘ ŘŜƘȅŘǊŀǘƛǾŜ ŀƳƛŘŀǘƛƻƴ ƻŦ ŎŀǊōƻȄȅƭƛŎ ŀŎƛŘǎΣ hǊƎ [ŜǘǘΣ 

нлмфΣ нмΣ полоςполуΦ 

мул !Φ ¢ŀǳǎǎŀǘΣ wΦ aΦ ŘŜ CƛƎǳŜƛǊŜŘƻ ŀƴŘ WΦπaΦ /ŀƳǇŀƎƴŜΣ 5ƛǊŜŎǘ ŎŀǘŀƭȅǘƛŎ ŀƳƛŘŀǘƛƻƴǎ ŦǊƻƳ ŎŀǊōƻȄȅƭƛŎ 

ŀŎƛŘ ŀƴŘ ŜǎǘŜǊ ŘŜǊƛǾŀǘƛǾŜǎΥ ! ǊŜǾƛŜǿΣ /ŀǘŀƭȅǎǘǎΣ нлноΣ моΣ оссΦ 

мум ½Φ ½ƘŀƴƎΣ ¸ΦπIΦ [ƛǳΣ ·Φ ½ƘŀƴƎ ŀƴŘ ·Φπ/Φ ²ŀƴƎΣ YaƴhпπƳŜŘƛŀǘŜŘ ƻȄƛŘŀǘƛǾŜ /b ōƻƴŘ ŎƭŜŀǾŀƎŜ ƻŦ 

ǘŜǊǘƛŀǊȅ ŀƳƛƴŜǎΥ {ȅƴǘƘŜǎƛǎ ƻŦ ŀƳƛŘŜǎ ŀƴŘ ǎǳƭŦƻƴŀƳƛŘŜǎΣ ¢ŜǘǊŀƘŜŘǊƻƴΣ нлмфΣ трΣ нтсоςнттлΦ 

мун 5Φ /Φ .ǊŀŘŘƻŎƪΣ tΦ 5Φ [ƛŎƪƛǎǎΣ .Φ /Φ wƻǿƭŜȅΣ 5Φ tǳƎƘΣ ¢Φ tǳǊƴƻƳƻΣ DΦ {ŀƴǘƘŀƪǳƳŀǊ ŀƴŘ {Φ WΦ CǳǎǎŜƭƭΣ 

¢ŜǘǊŀƳŜǘƘȅƭ ƻǊǘƘƻǎƛƭƛŎŀǘŜ ό¢ah{ύ ŀǎ ŀ ǊŜŀƎŜƴǘ ŦƻǊ ŘƛǊŜŎǘ ŀƳƛŘŀǘƛƻƴ ƻŦ ŎŀǊōƻȄȅƭƛŎ ŀŎƛŘǎΣ hǊƎ [ŜǘǘΣ 

нлмуΣ нлΣ фрлςфроΦ 

муо 5Φ 5Φ {Φ {ƘŀǊƭŜȅ ŀƴŘ WΦ aΦ WΦ ²ƛƭƭƛŀƳǎΣ !ŎŜǘƛŎ ŀŎƛŘ ŀǎ ŀ Ŏŀǘŀƭȅǎǘ ŦƻǊ ǘƘŜ bπŀŎȅƭŀǘƛƻƴ ƻŦ ŀƳƛƴŜǎ ǳǎƛƴƎ 

ŜǎǘŜǊǎ ŀǎ ǘƘŜ ŀŎȅƭ ǎƻǳǊŎŜΣ /ƘŜƳƛŎŀƭ /ƻƳƳǳƴƛŎŀǘƛƻƴǎΣ нлмтΣ роΣ нлнлςнлноΦ 

муп 5Φ WΦ /Φ /ƻƴǎǘŀōƭŜΣ tΦ WΦ 5ǳƴƴΣ WΦ 5Φ IŀȅƭŜǊΣ DΦ wΦ IǳƳǇƘǊŜȅΣ WΦ [Φ [ŜŀȊŜǊ WǊΣ wΦ WΦ [ƛƴŘŜǊƳŀƴΣ YΦ [ƻǊŜƴȊΣ 

WΦ aŀƴƭŜȅΣ .Φ !Φ tŜŀǊƭƳŀƴ ŀƴŘ !Φ ²ŜƭƭǎΣ YŜȅ ƎǊŜŜƴ ŎƘŜƳƛǎǘǊȅ ǊŜǎŜŀǊŎƘ ŀǊŜŀǎτŀ ǇŜǊǎǇŜŎǘƛǾŜ ŦǊƻƳ 

ǇƘŀǊƳŀŎŜǳǘƛŎŀƭ ƳŀƴǳŦŀŎǘǳǊŜǊǎΣ DǊŜŜƴ /ƘŜƳƛǎǘǊȅΣ нллтΣ фΣ пммςпнлΦ 

мур aΦ /Φ .ǊȅŀƴΣ tΦ WΦ 5ǳƴƴΣ 5Φ 9ƴǘǿƛǎǘƭŜΣ CΦ DŀƭƭƻǳΣ {Φ DΦ YƻŜƴƛƎΣ WΦ 5Φ IŀȅƭŜǊΣ aΦ wΦ IƛŎƪŜȅΣ {Φ IǳƎƘŜǎΣ 

aΦ 9Φ YƻǇŀŎƘ ŀƴŘ DΦ aƻƛƴŜΣ YŜȅ DǊŜŜƴ /ƘŜƳƛǎǘǊȅ ǊŜǎŜŀǊŎƘ ŀǊŜŀǎ ŦǊƻƳ ŀ ǇƘŀǊƳŀŎŜǳǘƛŎŀƭ 

ƳŀƴǳŦŀŎǘǳǊŜǊǎΩ ǇŜǊǎǇŜŎǘƛǾŜ ǊŜǾƛǎƛǘŜŘΣ DǊŜŜƴ /ƘŜƳƛǎǘǊȅΣ нлмуΣ нлΣ рлунςрмлоΦ 

мус WΦ wΦ 5ǳƴŜǘȊΣ WΦ aŀƎŀƴƻ ŀƴŘ DΦ !Φ ²ŜƛǎŜƴōǳǊƎŜǊΣ [ŀǊƎŜπǎŎŀƭŜ ŀǇǇƭƛŎŀǘƛƻƴǎ ƻŦ ŀƳƛŘŜ ŎƻǳǇƭƛƴƎ 

ǊŜŀƎŜƴǘǎ ŦƻǊ ǘƘŜ ǎȅƴǘƘŜǎƛǎ ƻŦ ǇƘŀǊƳŀŎŜǳǘƛŎŀƭǎΣ hǊƎ tǊƻŎŜǎǎ wŜǎ 5ŜǾΣ нлмсΣ нлΣ мплςмттΦ 

мут bΦ bŀƪŀƧƛƳŀ ŀƴŘ ¸Φ LƪŀŘŀΣ aŜŎƘŀƴƛǎƳ ƻŦ ŀƳƛŘŜ ŦƻǊƳŀǘƛƻƴ ōȅ ŎŀǊōƻŘƛƛƳƛŘŜ ŦƻǊ ōƛƻŎƻƴƧǳƎŀǘƛƻƴ ƛƴ 

ŀǉǳŜƻǳǎ ƳŜŘƛŀΣ .ƛƻŎƻƴƧǳƎ /ƘŜƳΣ мффрΣ сΣ мноςмолΦ 
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муу !Φ [ŜƻƴŎƛƴƛΣ WΦ IǳǎƪŜƴǎ ŀƴŘ ²Φ ±ŜǊōƻƻƳΣ tǊŜǇŀǊŀǘƛƻƴ ƻŦ 5ƛƎƭȅŎƻƭŀƳƛŘŜǎ Ǿƛŀ {ŎƘƻǘǘŜƴς.ŀǳƳŀƴƴ 

!ǇǇǊƻŀŎƘ ŀƴŘ 5ƛǊŜŎǘ !ƳƛŘŀǘƛƻƴ ƻŦ 9ǎǘŜǊǎΣ {ȅƴƭŜǘǘΣ нлмсΣ нтΣ нпсоςнпссΦ 

муф aΦ wΦ tŜǘŎƘŜȅ ŀƴŘ DΦ DǊƻƎŀƴΣ 9ƴȊȅƳŜπŎŀǘŀƭȅǎŜŘ ǎȅƴǘƘŜǎƛǎ ƻŦ ǎŜŎƻƴŘŀǊȅ ŀƴŘ ǘŜǊǘƛŀǊȅ ŀƳƛŘŜǎΣ !ŘǾ 

{ȅƴǘƘ /ŀǘŀƭΣ нлмфΣ осмΣ оуфрςофмпΦ 

мфл aΦ {Φ .ǊƻǿƴΣ aΦ !Φ /ŀǇƻǊŜƭƭƻΣ !Φ 9Φ DƻŜǘȊΣ !Φ aΦ WƻƘƴǎƻƴΣ YΦ bΦ WƻƴŜǎΣ YΦ aΦ YƴƻǇŦΣ {Φ !Φ YǳƭƪŀǊƴƛΣ ¢Φ 

[ŜŜΣ .Φ [ƛ ŀƴŘ /Φ ± [ǳΣ {ǘǊŜŀƳƭƛƴŜŘ {ȅƴǘƘŜǎƛǎ ƻŦ ŀ .ƛŎȅŎƭƛŎ !ƳƛƴŜ aƻƛŜǘȅ ¦ǎƛƴƎ ŀƴ 9ƴȊȅƳŀǘƛŎ 

!ƳƛŘŀǘƛƻƴ ŀƴŘ LŘŜƴǘƛŦƛŎŀǘƛƻƴ ƻŦ ŀ bƻǾŜƭ {ƻƭƛŘ CƻǊƳΣ hǊƎ tǊƻŎŜǎǎ wŜǎ 5ŜǾΣ нлнмΣ нрΣ мпмфςмполΦ 

мфм {Φ wǳŘƴƛŎƪƛ ŀƴŘ {Φ WƻƘƴǎǘƻƴΣ hǾŜǊǾƛŜǿ ƻŦ ƭƛǉǳƛŘ ƘŀƴŘƭƛƴƎ ƛƴǎǘǊǳƳŜƴǘŀǘƛƻƴ ŦƻǊ ƘƛƎƘπǘƘǊƻǳƎƘǇǳǘ 

ǎŎǊŜŜƴƛƴƎ ŀǇǇƭƛŎŀǘƛƻƴǎΣ /ǳǊǊ tǊƻǘƻŎ /ƘŜƳ .ƛƻƭΣ нллфΣ мΣ поςрпΦ 

мфн [Φ aΦ aŀȅǊ ŀƴŘ 5Φ .ƻƧŀƴƛŎΣ bƻǾŜƭ ǘǊŜƴŘǎ ƛƴ ƘƛƎƘπǘƘǊƻǳƎƘǇǳǘ ǎŎǊŜŜƴƛƴƎΣ /ǳǊǊ hǇƛƴ tƘŀǊƳŀŎƻƭΣ 

нллфΣ фΣ рулςрууΦ 

мфо [Φ aΦ aŀȅǊ ŀƴŘ tΦ CǳŜǊǎǘΣ ¢ƘŜ ŦǳǘǳǊŜ ƻŦ ƘƛƎƘπǘƘǊƻǳƎƘǇǳǘ ǎŎǊŜŜƴƛƴƎΣ {[!{ 5ƛǎŎƻǾŜǊȅΣ нллуΣ моΣ ппоς

ппуΦ 

мфп WΦ .ŀƧƻǊŀǘƘΣ LƴǘŜƎǊŀǘƛƻƴ ƻŦ ǾƛǊǘǳŀƭ ŀƴŘ ƘƛƎƘπǘƘǊƻǳƎƘǇǳǘ ǎŎǊŜŜƴƛƴƎΣ bŀǘ wŜǾ 5ǊǳƎ 5ƛǎŎƻǾΣ нллнΣ мΣ 

уунςуфпΦ 

мфр wΦ tΦ IŜǊǘȊōŜǊƎ ŀƴŘ !Φ WΦ tƻǇŜΣ IƛƎƘπǘƘǊƻǳƎƘǇǳǘ ǎŎǊŜŜƴƛƴƎΥ ƴŜǿ ǘŜŎƘƴƻƭƻƎȅ ŦƻǊ ǘƘŜ нмǎǘ ŎŜƴǘǳǊȅΣ 

/ǳǊǊ hǇƛƴ /ƘŜƳ .ƛƻƭΣ нлллΣ пΣ ппрςпрмΦ 

мфс WΦ wΦ .ǊƻŀŎƘ ŀƴŘ WΦ ¢ƘƻǊƴŜǊΣ IƛƎƘπǘƘǊƻǳƎƘǇǳǘ ǎŎǊŜŜƴƛƴƎ ŦƻǊ ŘǊǳƎ ŘƛǎŎƻǾŜǊȅΣ bŀǘǳǊŜΣ мффсΣ оупΣ мпς

мсΦ 

мфт hΦ WΦ YŜǊǎƘŀǿΣ !Φ 5Φ /ƭŀȅǘƻƴΣ WΦ !Φ aŀƴǎƻƴΣ !Φ .ŀǊǘƘŜƭƳŜΣ WΦ tŀǾŜȅΣ tΦ tŜŀŎƘΣ WΦ aǳǎǘŀƪƛǎΣ wΦ aΦ 

IƻǿŀǊŘΣ ¢Φ ²Φ /ƘŀƳōŜǊƭŀƛƴ ŀƴŘ bΦ WΦ ²ŀǊǊŜƴΣ aŀŎƘƛƴŜ ƭŜŀǊƴƛƴƎ ŘƛǊŜŎǘŜŘ ƳǳƭǘƛπƻōƧŜŎǘƛǾŜ 

ƻǇǘƛƳƛǎŀǘƛƻƴ ƻŦ ƳƛȄŜŘ ǾŀǊƛŀōƭŜ ŎƘŜƳƛŎŀƭ ǎȅǎǘŜƳǎΣ /ƘŜƳƛŎŀƭ 9ƴƎƛƴŜŜǊƛƴƎ WƻǳǊƴŀƭΣ нлноΣ прмΣ 

моуппоΦ 

мфу YΦ IΦ ¢ŀƴǘŀǿƛΣ !Φ {ƻƪƻƭƻǾ ŀƴŘ hΦ ¢ŀƴǘŀǿƛΣ ƛƴ нлмф пǘƘ ¢ŜŎƘƴƻƭƻƎȅ LƴƴƻǾŀǘƛƻƴ aŀƴŀƎŜƳŜƴǘ ŀƴŘ 

9ƴƎƛƴŜŜǊƛƴƎ {ŎƛŜƴŎŜ LƴǘŜǊƴŀǘƛƻƴŀƭ /ƻƴŦŜǊŜƴŎŜ ό¢La9{πƛ/hbύΣ L999Σ нлмфΣ ǇǇΦ мςпΦ 

мфф ½Φ WƛŀƴƎΣ {Φ ¸ǳŀƴΣ WΦ aŀ ŀƴŘ vΦ ²ŀƴƎΣ ¢ƘŜ ŜǾƻƭǳǘƛƻƴ ƻŦ ǇǊƻŘǳŎǘƛƻƴ ǎŎƘŜŘǳƭƛƴƎ ŦǊƻƳ LƴŘǳǎǘǊȅ оΦл 

ǘƘǊƻǳƎƘ LƴŘǳǎǘǊȅ пΦлΣ Lƴǘ W tǊƻŘ wŜǎΣ нлннΣ слΣ оропςоррпΦ 

нлл {Φ ±Φ aƻƘŀƴ ŀƴŘ wΦ YŀǘŀƪƻƧǿŀƭŀΣ ¢ƘŜ ŎƛǊŎǳƭŀǊ ŎƘŜƳƛǎǘǊȅ ŎƻƴŎŜǇǘǳŀƭ ŦǊŀƳŜǿƻǊƪΥ ! ǿŀȅ ŦƻǊǿŀǊŘ ǘƻ 

ǎǳǎǘŀƛƴŀōƛƭƛǘȅ ƛƴ ƛƴŘǳǎǘǊȅ пΦлΣ /ǳǊǊ hǇƛƴ DǊŜŜƴ {ǳǎǘŀƛƴ /ƘŜƳΣ нлнмΣ нуΣ мллпопΦ 
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нлм !Φ wΦ .ƻƎŘŀƴ ŀƴŘ !Φ ²Φ 5ƻƳōǊƻǿǎƪƛΣ 9ƳŜǊƎƛƴƎ ǘǊŜƴŘǎ ƛƴ Ŧƭƻǿ ŎƘŜƳƛǎǘǊȅ ŀƴŘ ŀǇǇƭƛŎŀǘƛƻƴǎ ǘƻ ǘƘŜ 

ǇƘŀǊƳŀŎŜǳǘƛŎŀƭ ƛƴŘǳǎǘǊȅΣ W aŜŘ /ƘŜƳΣ нлмфΣ снΣ спннςспсуΦ 

нлн bΦ IŀǊǘǊŀƳǇŦΣ !Φ {ŀŜōƛΣ aΦ tƻǎƪǳǎΣ ½Φ tΦ DŀǘŜǎΣ !Φ WΦ /ŀƭƭŀƘŀƴΣ !Φ 9Φ /ƻǿŦŜǊΣ {Φ IŀƴƴŀΣ {Φ !ƴǘƛƭƭŀΣ /Φ 

YΦ {ŎƘƛǎǎŜƭ ŀƴŘ !Φ WΦ vǳŀǊǘŀǊŀǊƻΣ {ȅƴǘƘŜǎƛǎ ƻŦ ǇǊƻǘŜƛƴǎ ōȅ ŀǳǘƻƳŀǘŜŘ Ŧƭƻǿ ŎƘŜƳƛǎǘǊȅΣ {ŎƛŜƴŎŜ 

όмфтфύΣ нлнлΣ осуΣ фулςфутΦ 

нло /Φ tΦ .ǊŜŜƴΣ !Φ aΦ YΦ bŀƳōƛŀǊΣ ¢Φ CΦ WŀƳƛǎƻƴ ŀƴŘ YΦ CΦ WŜƴǎŜƴΣ wŜŀŘȅΣ ǎŜǘΣ ŦƭƻǿΗ !ǳǘƻƳŀǘŜŘ 

Ŏƻƴǘƛƴǳƻǳǎ ǎȅƴǘƘŜǎƛǎ ŀƴŘ ƻǇǘƛƳƛǎŀǘƛƻƴΣ ¢ǊŜƴŘǎ /ƘŜƳΣ нлнмΣ оΣ отоςоусΦ 

нлп YΦ CΦ WŜƴǎŜƴΣ Cƭƻǿ ŎƘŜƳƛǎǘǊȅτƳƛŎǊƻǊŜŀŎǘƛƻƴ ǘŜŎƘƴƻƭƻƎȅ ŎƻƳŜǎ ƻŦ ŀƎŜΣ !L/Ƙ9 WƻǳǊƴŀƭΣ нлмтΣ соΣ 

уруςусфΦ 

нлр YΦ .ƻƻŘƘƻƻ ŀƴŘ !Φ IŀǊǾŜȅΣ tǊƻŎŜǎǎ ƛƴǘŜƴǎƛŦƛŎŀǘƛƻƴ ǘŜŎƘƴƻƭƻƎƛŜǎ ŦƻǊ ƎǊŜŜƴ ŎƘŜƳƛǎǘǊȅΥ ŜƴƎƛƴŜŜǊƛƴƎ 

ǎƻƭǳǘƛƻƴǎ ŦƻǊ ǎǳǎǘŀƛƴŀōƭŜ ŎƘŜƳƛŎŀƭ ǇǊƻŎŜǎǎƛƴƎΣ WƻƘƴ ²ƛƭŜȅ ϧ {ƻƴǎΣ нлмоΦ 

нлс ±Φ IŜǎǎŜƭΣ bƻǾŜƭ ǇǊƻŎŜǎǎ ǿƛƴŘƻǿǎςƎŀǘŜ ǘƻ ƳŀȄƛƳƛȊƛƴƎ ǇǊƻŎŜǎǎ ƛƴǘŜƴǎƛŦƛŎŀǘƛƻƴ Ǿƛŀ Ŧƭƻǿ ŎƘŜƳƛǎǘǊȅΣ 

/ƘŜƳƛŎŀƭ 9ƴƎƛƴŜŜǊƛƴƎ ϧ ¢ŜŎƘƴƻƭƻƎȅΥ LƴŘǳǎǘǊƛŀƭ /ƘŜƳƛǎǘǊȅπtƭŀƴǘ 9ǉǳƛǇƳŜƴǘπtǊƻŎŜǎǎ 9ƴƎƛƴŜŜǊƛƴƎπ

.ƛƻǘŜŎƘƴƻƭƻƎȅΣ нллфΣ онΣ мсррςмсумΦ 

нлт aΦ .Φ tƭǳǘǎŎƘŀŎƪΣ .Φ tƛŜōŜǊΣ YΦ DƛƭƳƻǊŜ ŀƴŘ tΦ IΦ {ŜŜōŜǊƎŜǊΣ ¢ƘŜ ƘƛǘŎƘƘƛƪŜǊΩǎ ƎǳƛŘŜ ǘƻ Ŧƭƻǿ 

ŎƘŜƳƛǎǘǊȅΣ᷆ /ƘŜƳ wŜǾΣ нлмтΣ ммтΣ ммтфсςммуфоΦ 

нлу wΦ tƻǊǘŀΣ aΦ .ŜƴŀƎƭƛŀ ŀƴŘ !Φ tǳƎƭƛǎƛΣ Cƭƻǿ ŎƘŜƳƛǎǘǊȅΥ ǊŜŎŜƴǘ ŘŜǾŜƭƻǇƳŜƴǘǎ ƛƴ ǘƘŜ ǎȅƴǘƘŜǎƛǎ ƻŦ 

ǇƘŀǊƳŀŎŜǳǘƛŎŀƭ ǇǊƻŘǳŎǘǎΣ hǊƎ tǊƻŎŜǎǎ wŜǎ 5ŜǾΣ нлмсΣ нлΣ нςнрΦ 

нлф aΦ .ŀǳƳŀƴƴΣ ¢Φ {Φ aƻƻŘȅΣ aΦ {ƳȅǘƘ ŀƴŘ {Φ ²ƘŀǊǊȅΣ ! ǇŜǊǎǇŜŎǘƛǾŜ ƻƴ Ŏƻƴǘƛƴǳƻǳǎ Ŧƭƻǿ ŎƘŜƳƛǎǘǊȅ 

ƛƴ ǘƘŜ ǇƘŀǊƳŀŎŜǳǘƛŎŀƭ ƛƴŘǳǎǘǊȅΣ hǊƎ tǊƻŎŜǎǎ wŜǎ 5ŜǾΣ нлнлΣ нпΣ мулнςмумоΦ 

нмл ¸Φ aƻ ŀƴŘ YΦ CΦ WŜƴǎŜƴΣ ! ƳƛƴƛŀǘǳǊŜ /{¢w ŎŀǎŎŀŘŜ ŦƻǊ Ŏƻƴǘƛƴǳƻǳǎ Ŧƭƻǿ ƻŦ ǊŜŀŎǘƛƻƴǎ ŎƻƴǘŀƛƴƛƴƎ 

ǎƻƭƛŘǎΣ wŜŀŎǘ /ƘŜƳ 9ƴƎΣ нлмсΣ мΣ рлмςрлтΦ 

нмм !Φ [ŀƪǎƘƳŀƴŀƴ ŀƴŘ [Φ ¢Φ .ƛŜƎƭŜǊΣ {ȅƴǘƘŜǎƛǎ ƻŦ ƻǇǘƛƳŀƭ ŎƘŜƳƛŎŀƭ ǊŜŀŎǘƻǊ ƴŜǘǿƻǊƪǎΣ LƴŘ 9ƴƎ /ƘŜƳ 

wŜǎΣ мффсΣ орΣ моппςмороΦ 

нмн 5Φ [Φ tŜƴǊȅ ŀƴŘ tΦ !Φ WǳƳŀǊǎΣ aƻŘŜƭƛƴƎ ŀƴƛƳŀƭ Ǝǳǘǎ ŀǎ ŎƘŜƳƛŎŀƭ ǊŜŀŎǘƻǊǎΣ !Ƴ bŀǘΣ мфутΣ мнфΣ сфς

фсΦ 

нмо 5Φ [Φ tŜƴǊȅ ŀƴŘ tΦ !Φ WǳƳŀǊǎΣ /ƘŜƳƛŎŀƭ ǊŜŀŎǘƻǊ ŀƴŀƭȅǎƛǎ ŀƴŘ ƻǇǘƛƳŀƭ ŘƛƎŜǎǘƛƻƴΣ .ƛƻǎŎƛŜƴŎŜΣ мфусΣ 

осΣ омлςомрΦ 
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нмп {Φ 5ŜŜǇŀΣ bΦ !ƴƛǇǊƛȅŀ ŀƴŘ wΦ {ǳōōǳƭŀƪǎƘƳȅΣ 5ŜǎƛƎƴ ƻŦ ŎƻƴǘǊƻƭƭŜǊǎ ŦƻǊ Ŏƻƴǘƛƴǳƻǳǎ ǎǘƛǊǊŜŘ ǘŀƴƪ 

ǊŜŀŎǘƻǊΣ LƴǘŜǊƴŀǘƛƻƴŀƭ WƻǳǊƴŀƭ ƻŦ tƻǿŜǊ 9ƭŜŎǘǊƻƴƛŎǎ ŀƴŘ 5ǊƛǾŜ {ȅǎǘŜƳǎΣ нлмрΣ рΣ ртсΦ 

нмр tΦ WŀƛōƛōŀΣ {Φ bΦ ±ƛƎƴŜǎƘ ŀƴŘ {Φ IŀǊƛƘŀǊŀƴΣ ƛƴ .ƛƻǊŜŀŎǘƻǊǎΣ 9ƭǎŜǾƛŜǊΣ нлнлΣ ǇǇΦ мпрςмтоΦ 

нмс ½Φ !ǊǎƘŀŘΣ !Φ WΦ .ƭŀŎƪŜǊΣ ¢Φ ²Φ /ƘŀƳōŜǊƭŀƛƴΣ bΦ YŀǇǳǊΣ !Φ 5Φ /ƭŀȅǘƻƴ ŀƴŘ wΦ !Φ .ƻǳǊƴŜΣ 5ǊƻǇƭŜǘ 

ƳƛŎǊƻŦƭǳƛŘƛŎ Ŧƭƻǿ ǇƭŀǘŦƻǊƳǎ ŦƻǊ ŀǳǘƻƳŀǘŜŘ ǊŜŀŎǘƛƻƴ ǎŎǊŜŜƴƛƴƎ ŀƴŘ ƻǇǘƛƳƛǎŀǘƛƻƴΣ /ǳǊǊ hǇƛƴ DǊŜŜƴ 

{ǳǎǘŀƛƴ /ƘŜƳΣ нлнпΣ мллфплΦ 

нмт ±Φ .ŀƭŀƪƻǘŀƛŀƘ ŀƴŘ 5Φ [ǳǎǎΣ aǳƭǘƛǇƭƛŎƛǘȅ ŦŜŀǘǳǊŜǎ ƻŦ ǊŜŀŎǘƛƴƎ ǎȅǎǘŜƳǎΥ ŘŜǇŜƴŘŜƴŎŜ ƻŦ ǘƘŜ ǎǘŜŀŘȅπ

ǎǘŀǘŜǎ ƻŦ ŀ /{¢w ƻƴ ǘƘŜ ǊŜǎƛŘŜƴŎŜ ǘƛƳŜΣ /ƘŜƳ 9ƴƎ {ŎƛΣ мфуоΣ оуΣ мтлфςмтнмΦ 

нму wΦ YǊƛǎƘƴŀ ŀƴŘ {Φ ¢Φ {ƛŜΣ {ǘǊŀǘŜƎƛŜǎ ŦƻǊ ƳǳƭǘƛǇƘŀǎŜ ǊŜŀŎǘƻǊ ǎŜƭŜŎǘƛƻƴΣ /ƘŜƳ 9ƴƎ {ŎƛΣ мффпΣ пфΣ плнфς

плсрΦ 

нмф IΦ {ƻƴƎΣ 5Φ [Φ /ƘŜƴ ŀƴŘ wΦ CΦ LǎƳŀƎƛƭƻǾΣ wŜŀŎǘƛƻƴǎ ƛƴ ŘǊƻǇƭŜǘǎ ƛƴ ƳƛŎǊƻŦƭǳƛŘƛŎ ŎƘŀƴƴŜƭǎΣ 

!ƴƎŜǿŀƴŘǘŜ ŎƘŜƳƛŜ ƛƴǘŜǊƴŀǘƛƻƴŀƭ ŜŘƛǘƛƻƴΣ нллсΣ прΣ тоосςторсΦ 

ннл bΦ ΩYŀǇǳǊ ŀƴŘ !ǎȅƴǘΣ ŦwŜŀŎǘƻǊ ¦ƴƭƻŎƪƛƴƎ ǘƘŜ tƻǿŜǊ ƻŦ Cƭƻǿ /ƘŜƳƛǎǘǊȅΦ 

ннм IΦ ²ǳΣ aΦ !Φ YƘŀƴ ŀƴŘ !Φ {Φ IǳǎǎŀƛƴΣ tǊƻŎŜǎǎ ŎƻƴǘǊƻƭ ǇŜǊǎǇŜŎǘƛǾŜ ŦƻǊ ǇǊƻŎŜǎǎ ŀƴŀƭȅǘƛŎŀƭ 

ǘŜŎƘƴƻƭƻƎȅΥ ƛƴǘŜƎǊŀǘƛƻƴ ƻŦ ŎƘŜƳƛŎŀƭ ŜƴƎƛƴŜŜǊƛƴƎ ǇǊŀŎǘƛŎŜ ƛƴǘƻ ǎŜƳƛŎƻƴŘǳŎǘƻǊ ŀƴŘ ǇƘŀǊƳŀŎŜǳǘƛŎŀƭ 

ƛƴŘǳǎǘǊƛŜǎΣ /ƘŜƳ 9ƴƎ /ƻƳƳǳƴΣ нллтΣ мфпΣ тслςттфΦ 

ннн LΦ wΦ .ŀȄŜƴŘŀƭŜΣ ¢ƘŜ ƛƴǘŜƎǊŀǘƛƻƴ ƻŦ Ŧƭƻǿ ǊŜŀŎǘƻǊǎ ƛƴǘƻ ǎȅƴǘƘŜǘƛŎ ƻǊƎŀƴƛŎ ŎƘŜƳƛǎǘǊȅΣ WƻǳǊƴŀƭ ƻŦ 

/ƘŜƳƛŎŀƭ ¢ŜŎƘƴƻƭƻƎȅ ϧ .ƛƻǘŜŎƘƴƻƭƻƎȅΣ нлмоΣ ууΣ рмфςррнΦ 

нно {Φ YƻōŀȅŀǎƘƛΣ Cƭƻǿ άŦƛƴŜέ ǎȅƴǘƘŜǎƛǎΥ ƘƛƎƘ ȅƛŜƭŘƛƴƎ ŀƴŘ ǎŜƭŜŎǘƛǾŜ ƻǊƎŀƴƛŎ ǎȅƴǘƘŜǎƛǎ ōȅ Ŧƭƻǿ ƳŜǘƘƻŘǎΣ 

/ƘŜƳƛǎǘǊȅς!ƴ !ǎƛŀƴ WƻǳǊƴŀƭΣ нлмсΣ ммΣ пнрςпосΦ 

ннп {Φ ± [ŜȅΣ hƴ ōŜƛƴƎ ƎǊŜŜƴΥ Ŏŀƴ Ŧƭƻǿ ŎƘŜƳƛǎǘǊȅ ƘŜƭǇΚΣ ¢ƘŜ /ƘŜƳƛŎŀƭ wŜŎƻǊŘΣ нлмнΣ мнΣ отуςофлΦ 

ннр WΦ aΦ /ƻǳƭǎƻƴΣ WΦ CΦ wƛŎƘŀǊŘǎƻƴΣ WΦ wΦ .ŀŎƪƘǳǊǎǘ ŀƴŘ WΦ IΦ IŀǊƪŜǊΣ /ƘŜƳƛŎŀƭ 9ƴƎƛƴŜŜǊƛƴƎΥ CƭǳƛŘ ŦƭƻǿΣ 

ƘŜŀǘ ǘǊŀƴǎŦŜǊ ŀƴŘ Ƴŀǎǎ ǘǊŀƴǎŦŜǊΣ tŜǊƎŀƳƻƴ ǇǊŜǎǎΣ мффлΣ ǾƻƭΦ мΦ 

ннс ±Φ IŜǎǎŜƭΣ bƻǾŜƭ ǇǊƻŎŜǎǎ ǿƛƴŘƻǿǎςƎŀǘŜ ǘƻ ƳŀȄƛƳƛȊƛƴƎ ǇǊƻŎŜǎǎ ƛƴǘŜƴǎƛŦƛŎŀǘƛƻƴ Ǿƛŀ Ŧƭƻǿ ŎƘŜƳƛǎǘǊȅΣ 

/ƘŜƳƛŎŀƭ 9ƴƎƛƴŜŜǊƛƴƎ ϧ ¢ŜŎƘƴƻƭƻƎȅΥ LƴŘǳǎǘǊƛŀƭ /ƘŜƳƛǎǘǊȅπtƭŀƴǘ 9ǉǳƛǇƳŜƴǘπtǊƻŎŜǎǎ 9ƴƎƛƴŜŜǊƛƴƎπ

.ƛƻǘŜŎƘƴƻƭƻƎȅΣ нллфΣ онΣ мсррςмсумΦ 

ннт WΦ ²ŜƎƴŜǊΣ {Φ /Ŝȅƭŀƴ ŀƴŘ !Φ YƛǊǎŎƘƴƛƴƎΣ Cƭƻǿ ŎƘŜƳƛǎǘǊȅςŀ ƪŜȅ ŜƴŀōƭƛƴƎ ǘŜŎƘƴƻƭƻƎȅ ŦƻǊ όƳǳƭǘƛǎǘŜǇύ 

ƻǊƎŀƴƛŎ ǎȅƴǘƘŜǎƛǎΣ !ŘǾ {ȅƴǘƘ /ŀǘŀƭΣ нлмнΣ орпΣ мтςртΦ 
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нну !Φ 5Φ /ƭŀȅǘƻƴΣ 9Φ hΦ tȅȊŜǊπYƴŀǇǇΣ aΦ tǳǊŘƛŜΣ aΦ CΦ WƻƴŜǎΣ !Φ .ŀǊǘƘŜƭƳŜΣ WΦ tŀǾŜȅΣ bΦ YŀǇǳǊΣ ¢Φ ²Φ 

/ƘŀƳōŜǊƭŀƛƴΣ !Φ WΦ .ƭŀŎƪŜǊ ŀƴŘ wΦ !Φ .ƻǳǊƴŜΣ .ŀȅŜǎƛŀƴ {ŜƭŦπhǇǘƛƳƛǎŀǘƛƻƴ ŦƻǊ ¢ŜƭŜǎŎƻǇŜŘ 

/ƻƴǘƛƴǳƻǳǎ Cƭƻǿ {ȅƴǘƘŜǎƛǎΣ !ƴƎŜǿŀƴŘǘŜ /ƘŜƳƛŜΣ нлноΣ морΣ ŜнлннмпрммΦ 

ннф {Φ CǳǎŜΣ bΦ ¢ŀƴŀōŜ ŀƴŘ ¢Φ ¢ŀƪŀƘŀǎƘƛΣ /ƻƴǘƛƴǳƻǳǎ ƛƴ ǎƛǘǳ ƎŜƴŜǊŀǘƛƻƴ ŀƴŘ ǊŜŀŎǘƛƻƴ ƻŦ ǇƘƻǎƎŜƴŜ ƛƴ ŀ 

ƳƛŎǊƻŦƭƻǿ ǎȅǎǘŜƳΣ /ƘŜƳƛŎŀƭ ŎƻƳƳǳƴƛŎŀǘƛƻƴǎΣ нлммΣ птΣ мнссмςмнссоΦ 

нол /Φ ²ƛƭŜǎ ŀƴŘ tΦ ²ŀǘǘǎΣ /ƻƴǘƛƴǳƻǳǎ Ŧƭƻǿ ǊŜŀŎǘƻǊǎΥ ŀ ǇŜǊǎǇŜŎǘƛǾŜΣ DǊŜŜƴ /ƘŜƳƛǎǘǊȅΣ нлмнΣ мпΣ оуςрпΦ 

ном WΦ !Φ .ŜƴƴŜǘǘΣ ½Φ {Φ /ŀƳǇōŜƭƭ ŀƴŘ aΦ !ōƻƭƘŀǎŀƴƛΣ wƻƭŜ ƻŦ Ŏƻƴǘƛƴǳƻǳǎ Ŧƭƻǿ ǇǊƻŎŜǎǎŜǎ ƛƴ ƎǊŜŜƴ 

ƳŀƴǳŦŀŎǘǳǊƛƴƎ ƻŦ ǇƘŀǊƳŀŎŜǳǘƛŎŀƭǎ ŀƴŘ ǎǇŜŎƛŀƭǘȅ ŎƘŜƳƛŎŀƭǎΣ /ǳǊǊ hǇƛƴ /ƘŜƳ 9ƴƎΣ нлмфΣ нсΣ фςмфΦ 

нон wΦ IŜǳǎŎƘ ŀƴŘ .Φ !Φ DΦ [ŜǾŜǊƪǳǎŜƴΣ ¦ƭƭƳŀƴƴΩǎ 9ƴŎȅŎƭƻǇŜŘƛŀ ƻŦ LƴŘǳǎǘǊƛŀƭ /ƘŜƳƛǎǘǊȅΣ ²ƛƭŜȅπ±/IΣ 

5hLΣ нлллΣ млΣ ŀлфψнфтΦ 

ноо wΦ tƻǊǘŀΣ aΦ .ŜƴŀƎƭƛŀ ŀƴŘ !Φ tǳƎƭƛǎƛΣ Cƭƻǿ ŎƘŜƳƛǎǘǊȅΥ ǊŜŎŜƴǘ ŘŜǾŜƭƻǇƳŜƴǘǎ ƛƴ ǘƘŜ ǎȅƴǘƘŜǎƛǎ ƻŦ 

ǇƘŀǊƳŀŎŜǳǘƛŎŀƭ ǇǊƻŘǳŎǘǎΣ hǊƎ tǊƻŎŜǎǎ wŜǎ 5ŜǾΣ нлмсΣ нлΣ нςнрΦ 

ноп aΦ /ƻƭƻƳōƻ ŀƴŘ LΦ tŜǊŜǘǘƻΣ /ƘŜƳƛǎǘǊȅ ǎǘǊŀǘŜƎƛŜǎ ƛƴ ŜŀǊƭȅ ŘǊǳƎ ŘƛǎŎƻǾŜǊȅΥ ŀƴ ƻǾŜǊǾƛŜǿ ƻŦ ǊŜŎŜƴǘ 

ǘǊŜƴŘǎΣ 5ǊǳƎ 5ƛǎŎƻǾ ¢ƻŘŀȅΣ нллуΣ моΣ сттςсупΦ 

нор 9Φ [ƽǇŜȊΣ aΦ [Φ [ƛƴŀǊŜǎ ŀƴŘ WΦ !ƭŎłȊŀǊΣ Cƭƻǿ ŎƘŜƳƛǎǘǊȅ ŀǎ ŀ ǘƻƻƭ ǘƻ ŀŎŎŜǎǎ ƴƻǾŜƭ ŎƘŜƳƛŎŀƭ ǎǇŀŎŜ ŦƻǊ 

ŘǊǳƎ ŘƛǎŎƻǾŜǊȅΣ CǳǘǳǊŜ aŜŘ /ƘŜƳΣ нлнлΣ мнΣ мрптςмрсоΦ 

нос aΦ 5ƛƴƎΣ wΦ /ƭŀǊƪΣ /Φ .ŀǊŘŜƭƭŜΣ !Φ .ŀŎƪƳŀǊƪΣ ¢Φ bƻǊǊƛǎΣ ²Φ ²ƛƭƭƛŀƳǎΣ aΦ ²ƛƎƎƭŜǎǿƻǊǘƘ ŀƴŘ wΦ IƻǿŜǎΣ 

!ǇǇƭƛŎŀǘƛƻƴ ƻŦ ƘƛƎƘπǘƘǊƻǳƎƘǇǳǘ Ŧƭƻǿ ŎȅǘƻƳŜǘǊȅ ƛƴ ŜŀǊƭȅ ŘǊǳƎ ŘƛǎŎƻǾŜǊȅΥ ŀƴ !ǎǘǊŀ½ŜƴŜŎŀ 

ǇŜǊǎǇŜŎǘƛǾŜΣ {[!{ 5ƛǎŎƻǾŜǊȅΥ !ŘǾŀƴŎƛƴƎ [ƛŦŜ {ŎƛŜƴŎŜǎ wϧ5Σ нлмуΣ ноΣ тмфςтомΦ 

нот !Φ wΦ .ƻƎŘŀƴ ŀƴŘ !Φ ²Φ 5ƻƳōǊƻǿǎƪƛΣ 9ƳŜǊƎƛƴƎ ǘǊŜƴŘǎ ƛƴ Ŧƭƻǿ ŎƘŜƳƛǎǘǊȅ ŀƴŘ ŀǇǇƭƛŎŀǘƛƻƴǎ ǘƻ ǘƘŜ 

ǇƘŀǊƳŀŎŜǳǘƛŎŀƭ ƛƴŘǳǎǘǊȅΣ W aŜŘ /ƘŜƳΣ нлмфΣ снΣ спннςспсуΦ 

ноу wΦ [Φ IŀǊǘƳŀƴΣ WΦ tΦ aŎaǳƭƭŜƴ ŀƴŘ YΦ CΦ WŜƴǎŜƴΣ 5ŜŎƛŘƛƴƎ ǿƘŜǘƘŜǊ ǘƻ Ǝƻ ǿƛǘƘ ǘƘŜ ŦƭƻǿΥ ŜǾŀƭǳŀǘƛƴƎ 

ǘƘŜ ƳŜǊƛǘǎ ƻŦ Ŧƭƻǿ ǊŜŀŎǘƻǊǎ ŦƻǊ ǎȅƴǘƘŜǎƛǎΣ !ƴƎŜǿŀƴŘǘŜ /ƘŜƳƛŜ LƴǘŜǊƴŀǘƛƻƴŀƭ 9ŘƛǘƛƻƴΣ нлммΣ рлΣ 

трлнςтрмфΦ 

ноф aΦ .ŀǳƳŀƴƴ ŀƴŘ LΦ wΦ .ŀȄŜƴŘŀƭŜΣ ¢ƘŜ ǎȅƴǘƘŜǎƛǎ ƻŦ ŀŎǘƛǾŜ ǇƘŀǊƳŀŎŜǳǘƛŎŀƭ ƛƴƎǊŜŘƛŜƴǘǎ ό!tLǎύ ǳǎƛƴƎ 

Ŏƻƴǘƛƴǳƻǳǎ Ŧƭƻǿ ŎƘŜƳƛǎǘǊȅΣ .ŜƛƭǎǘŜƛƴ ƧƻǳǊƴŀƭ ƻŦ ƻǊƎŀƴƛŎ ŎƘŜƳƛǎǘǊȅΣ нлмрΣ ммΣ ммфпςмнмфΦ 

нпл [Φ .ǳƎƭƛƻƴƛΣ CΦ wŀȅƳŜƴŀƴǘǎΣ !Φ {ƭŀǘǘŜǊȅΣ {Φ 5Φ !Φ ½ƻƴŘŀƎ ŀƴŘ ¢Φ bƻšƭΣ ¢ŜŎƘƴƻƭƻƎƛŎŀƭ ƛƴƴƻǾŀǘƛƻƴǎ ƛƴ 

ǇƘƻǘƻŎƘŜƳƛǎǘǊȅ ŦƻǊ ƻǊƎŀƴƛŎ ǎȅƴǘƘŜǎƛǎΥ Ŧƭƻǿ ŎƘŜƳƛǎǘǊȅΣ ƘƛƎƘπǘƘǊƻǳƎƘǇǳǘ ŜȄǇŜǊƛƳŜƴǘŀǘƛƻƴΣ ǎŎŀƭŜπǳǇΣ 

ŀƴŘ ǇƘƻǘƻŜƭŜŎǘǊƻŎƘŜƳƛǎǘǊȅΣ /ƘŜƳ wŜǾΣ нлнмΣ мннΣ нтрнςнфлсΦ 
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нпм ¢Φ wŀȊȊŀǉ ŀƴŘ /Φ hΦ YŀǇǇŜΣ /ƻƴǘƛƴǳƻǳǎ Ŧƭƻǿ ƻǊƎŀƴƛŎ ǎȅƴǘƘŜǎƛǎ ǳƴŘŜǊ ƘƛƎƘπǘŜƳǇŜǊŀǘǳǊŜκǇǊŜǎǎǳǊŜ 

ŎƻƴŘƛǘƛƻƴǎΣ /ƘŜƳƛǎǘǊȅς!ƴ !ǎƛŀƴ WƻǳǊƴŀƭΣ нлмлΣ рΣ мнтпςмнуфΦ 

нпн ±Φ IŜǎǎŜƭΣ 5Φ YǊŀƭƛǎŎƘΣ bΦ YƻŎƪƳŀƴƴΣ ¢Φ bƻšƭ ŀƴŘ vΦ ²ŀƴƎΣ bƻǾŜƭ ǇǊƻŎŜǎǎ ǿƛƴŘƻǿǎ ŦƻǊ ŜƴŀōƭƛƴƎΣ 

ŀŎŎŜƭŜǊŀǘƛƴƎΣ ŀƴŘ ǳǇƭƛŦǘƛƴƎ Ŧƭƻǿ ŎƘŜƳƛǎǘǊȅΣ /ƘŜƳ{ǳǎ/ƘŜƳΣ нлмоΣ сΣ тпсςтуфΦ 

нпо /Φ aŀǘŜƻǎΣ aΦ WΦ bƛŜǾŜǎπwŜƳŀŎƘŀ ŀƴŘ WΦ !Φ wƛƴŎƽƴΣ !ǳǘƻƳŀǘŜŘ ǇƭŀǘŦƻǊƳǎ ŦƻǊ ǊŜŀŎǘƛƻƴ ǎŜƭŦπ

ƻǇǘƛƳƛǎŀǘƛƻƴ ƛƴ ŦƭƻǿΣ wŜŀŎǘ /ƘŜƳ 9ƴƎΣ нлмфΣ пΣ мросςмрппΦ 

нпп /Φ tΦ .ǊŜŜƴΣ !Φ aΦ YΦ bŀƳōƛŀǊΣ ¢Φ CΦ WŀƳƛǎƻƴ ŀƴŘ YΦ CΦ WŜƴǎŜƴΣ wŜŀŘȅΣ ǎŜǘΣ ŦƭƻǿΗ !ǳǘƻƳŀǘŜŘ 

Ŏƻƴǘƛƴǳƻǳǎ ǎȅƴǘƘŜǎƛǎ ŀƴŘ ƻǇǘƛƳƛǎŀǘƛƻƴΣ ¢ǊŜƴŘǎ /ƘŜƳΣ нлнмΣ оΣ отоςоусΦ 

нпр bΦ IƻƭƳŜǎΣ DΦ wΦ !ƪƛŜƴΣ !Φ WΦ .ƭŀŎƪŜǊΣ wΦ [Φ ²ƻƻŘǿŀǊŘΣ wΦ 9Φ aŜŀŘƻǿǎ ŀƴŘ wΦ !Φ .ƻǳǊƴŜΣ {ŜƭŦπ

ƻǇǘƛƳƛǎŀǘƛƻƴ ƻŦ ǘƘŜ Ŧƛƴŀƭ ǎǘŀƎŜ ƛƴ ǘƘŜ ǎȅƴǘƘŜǎƛǎ ƻŦ 9DCw ƪƛƴŀǎŜ ƛƴƘƛōƛǘƻǊ !½5фнфм ǳǎƛƴƎ ŀƴ 

ŀǳǘƻƳŀǘŜŘ Ŧƭƻǿ ǊŜŀŎǘƻǊΣ wŜŀŎǘ /ƘŜƳ 9ƴƎΣ нлмсΣ мΣ оссςотмΦ 

нпс aΦ YΦ {ƘŀǊƳŀΣ WΦ wŀǾŀƭΣ DΦπbΦ !ƘƴΣ 5ΦπtΦ YƛƳ ŀƴŘ !Φ !Φ YǳƭƪŀǊƴƛΣ !ǎǎŜǎǎƛƴƎ ǘƘŜ ƛƳǇŀŎǘ ƻŦ ŘŜǾƛŀǘƛƻƴǎ 

ƛƴ ƻǇǘƛƳƛȊŜŘ ƳǳƭǘƛǎǘŜǇ Ŧƭƻǿ ǎȅƴǘƘŜǎƛǎ ƻƴ ǘƘŜ ǎŎŀƭŜπǳǇΣ wŜŀŎǘ /ƘŜƳ 9ƴƎΣ нлнлΣ рΣ уоуςупуΦ 

нпт 5Φ !Φ !ǊƳōǊǳǎǘŜǊΣ 5Φ wΦ hǾŜǊŎŀǎƘ ŀƴŘ WΦ wŜȅŜǎΣ /ƭƛƴƛŎŀƭ ŎƘŜƳƛǎǘǊȅ ƭŀōƻǊŀǘƻǊȅ ŀǳǘƻƳŀǘƛƻƴ ƛƴ ǘƘŜ 

нмǎǘ ŎŜƴǘǳǊȅπŀƳŀǘ ǾƛŎǘƻǊƛŀ ŎǳǊŀƳ ό±ƛŎǘƻǊȅ ƭƻǾŜǎ ŎŀǊŜŦǳƭ ǇǊŜǇŀǊŀǘƛƻƴύΣ /ƭƛƴ .ƛƻŎƘŜƳ wŜǾΣ нлмпΣ орΣ 

мпоΦ 

нпу WΦ ±ƛƭƭŀƴǳŜǾŀΣ WΦ tƘƛƭƛǇΣ 5Φ 9ƴǘŜƴōŜǊƎΣ /Φ !Φ /ƘŀǇŀǊǊƻΣ aΦ YΦ ¢ŀƴǿŀǊΣ 9Φ /Φ IƻƭƭŀƴŘ ŀƴŘ tΦ ¢ŜƳǇǎǘΣ 

{ŜǊǳƳ ǇŜǇǘƛŘŜ ǇǊƻŦƛƭƛƴƎ ōȅ ƳŀƎƴŜǘƛŎ ǇŀǊǘƛŎƭŜπŀǎǎƛǎǘŜŘΣ ŀǳǘƻƳŀǘŜŘ ǎŀƳǇƭŜ ǇǊƻŎŜǎǎƛƴƎ ŀƴŘ a![5Lπ

¢hC Ƴŀǎǎ ǎǇŜŎǘǊƻƳŜǘǊȅΣ !ƴŀƭ /ƘŜƳΣ нллпΣ тсΣ мрслςмртлΦ 

нпф /Φ 5Ŝ .ŜƭƭŜŦƻƴΣ wΦ !ōŘŀƭƭŀƘΣ ¢Φ [ŀƳƻǳƛƭƭŜΣ bΦ tŜǎǘǊŜΣ {Φ /ŀǊŀǾƛŜƛƭƘŜǎ ŀƴŘ tΦ DǊŜƴƻǳƛƭƭŜǘΣ IƛƎƘπ

ǘƘǊƻǳƎƘǇǳǘ ǎŎǊŜŜƴƛƴƎ ƻŦ ƳƻƭŜŎǳƭŀǊ Ŏŀǘŀƭȅǎǘǎ ǳǎƛƴƎ ŀǳǘƻƳŀǘŜŘ ƭƛǉǳƛŘ ƘŀƴŘƭƛƴƎΣ ƛƴƧŜŎǘƛƻƴΣ ŀƴŘ 

ƳƛŎǊƻŘŜǾƛŎŜǎΣ /ƘƛƳƛŀ ό!ŀǊŀǳύΣ нллнΣ рсΣ снмΦ 

нрл YΦ /Φ CŜƭǘƻƴΣ WΦ DΦ wƛǘǘƛƎ ŀƴŘ !Φ !Φ [ŀǇƪƛƴΣ {ǳƳƳƛǘΥ ōŜƴŎƘƳŀǊƪƛƴƎ ƳŀŎƘƛƴŜ ƭŜŀǊƴƛƴƎ ƳŜǘƘƻŘǎ ŦƻǊ 

ǊŜŀŎǘƛƻƴ ƻǇǘƛƳƛǎŀǘƛƻƴΣ /ƘŜƳƛǎǘǊȅπaŜǘƘƻŘǎΣ нлнмΣ мΣ ммсςмннΦ 

нрм wΦ /ŀǊƭǎƻƴ ŀƴŘ WΦ 9Φ /ŀǊƭǎƻƴΣ 5ŜǎƛƎƴ ŀƴŘ ƻǇǘƛƳƛǎŀǘƛƻƴ ƛƴ ƻǊƎŀƴƛŎ ǎȅƴǘƘŜǎƛǎΣ 9ƭǎŜǾƛŜǊΣ нллрΦ 

нрн 5Φ 9Φ CƛǘȊǇŀǘǊƛŎƪ ŀƴŘ {Φ ± [ŜȅΣ 9ƴƎƛƴŜŜǊƛƴƎ ŎƘŜƳƛǎǘǊȅ ŦƻǊ ǘƘŜ ŦǳǘǳǊŜ ƻŦ ŎƘŜƳƛŎŀƭ ǎȅƴǘƘŜǎƛǎΣ 

¢ŜǘǊŀƘŜŘǊƻƴΣ нлмуΣ тпΣ олутςомллΦ 

нро {Φ aΦ aǳƎƻ ŀƴŘ YΦ !ȅǘƻƴΣ [ƛǇŀǎŜ ƛƳƳƻōƛƭƛȊŜŘ ƳŜǘƘŀŎǊȅƭŀǘŜ ǇƻƭȅƳŜǊ ƳƻƴƻƭƛǘƘ ƳƛŎǊƻǊŜŀŎǘƻǊ ŦƻǊ 

ƭƛǇƛŘ ǘǊŀƴǎŦƻǊƳŀǘƛƻƴǎ ŀƴŘ ƻƴƭƛƴŜ ŀƴŀƭȅǘƛŎǎΣ W !Ƴ hƛƭ /ƘŜƳ {ƻŎΣ нлмоΣ флΣ срςтнΦ 
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нрп 5Φ IŜōǊŀǳƭǘΣ !Φ WΦ wŜƛƴ ŀƴŘ .Φ ²ƛǘǘƪŀƳǇΣ /ƘŜƳƛŎŀƭ ƪƴƻǿƭŜŘƎŜ Ǿƛŀ ƛƴ ǎƛǘǳ ŀƴŀƭȅǘƛŎǎΥ ŀŘǾŀƴŎƛƴƎ 

ǉǳŀƭƛǘȅ ŀƴŘ ǎǳǎǘŀƛƴŀōƛƭƛǘȅΣ !/{ {ǳǎǘŀƛƴ /ƘŜƳ 9ƴƎΣ нлннΣ млΣ рлтнςрлттΦ 

нрр 5Φ /Φ CŀōǊȅΣ 9Φ {ǳƎƛƻƴƻ ŀƴŘ aΦ wǳŜǇƛƴƎΣ hƴƭƛƴŜ ƳƻƴƛǘƻǊƛƴƎ ŀƴŘ ŀƴŀƭȅǎƛǎ ŦƻǊ ŀǳǘƻƴƻƳƻǳǎ 

Ŏƻƴǘƛƴǳƻǳǎ Ŧƭƻǿ ǎŜƭŦπƻǇǘƛƳƛȊƛƴƎ ǊŜŀŎǘƻǊ ǎȅǎǘŜƳǎΣ wŜŀŎǘ /ƘŜƳ 9ƴƎΣ нлмсΣ мΣ мнфςмооΦ 

нрс tΦ {ŀƎƳŜƛǎǘŜǊΣ wΦ [ŜōƭΣ LΦ /ŀǎǘƛƭƭƻΣ WΦ wŜƘǊƭΣ WΦ YǊǳƛǎȊΣ aΦ {ƛǇŜƪΣ aΦ IƻǊƴΣ {Φ {ŀŎƘŜǊΣ 5Φ /ŀƴǘƛƭƭƻ ŀƴŘ WΦ 

5Φ ²ƛƭƭƛŀƳǎΣ !ŘǾŀƴŎŜŘ ǊŜŀƭπǘƛƳŜ ǇǊƻŎŜǎǎ ŀƴŀƭȅǘƛŎǎ ŦƻǊ ƳǳƭǘƛǎǘŜǇ ǎȅƴǘƘŜǎƛǎ ƛƴ Ŏƻƴǘƛƴǳƻǳǎ ŦƭƻǿΣ 

!ƴƎŜǿŀƴŘǘŜ /ƘŜƳƛŜ LƴǘŜǊƴŀǘƛƻƴŀƭ 9ŘƛǘƛƻƴΣ нлнмΣ слΣ умофςумпуΦ 

нрт CΦ CŀƴŜƭƭƛΣ DΦ tŀǊƛǎƛΣ [Φ 5ŜƎŜƴƴŀǊƻ ŀƴŘ wΦ [ǳƛǎƛΣ /ƻƴǘǊƛōǳǘƛƻƴ ƻŦ ƳƛŎǊƻǊŜŀŎǘƻǊ ǘŜŎƘƴƻƭƻƎȅ ŀƴŘ Ŧƭƻǿ 

ŎƘŜƳƛǎǘǊȅ ǘƻ ǘƘŜ ŘŜǾŜƭƻǇƳŜƴǘ ƻŦ ƎǊŜŜƴ ŀƴŘ ǎǳǎǘŀƛƴŀōƭŜ ǎȅƴǘƘŜǎƛǎΣ .ŜƛƭǎǘŜƛƴ WƻǳǊƴŀƭ ƻŦ hǊƎŀƴƛŎ 

/ƘŜƳƛǎǘǊȅΣ нлмтΣ моΣ рнлςрпнΦ 

нру {Φ ± [ŜȅΣ hƴ ōŜƛƴƎ ƎǊŜŜƴΥ Ŏŀƴ Ŧƭƻǿ ŎƘŜƳƛǎǘǊȅ ƘŜƭǇΚΣ ¢ƘŜ /ƘŜƳƛŎŀƭ wŜŎƻǊŘΣ нлмнΣ мнΣ отуςофлΦ 

нрф ²Φ IǳȅŜǊ ŀƴŘ !Φ bŜǳƳŀƛŜǊΣ {bh.CL¢ππǎǘŀōƭŜ ƴƻƛǎȅ ƻǇǘƛƳƛǎŀǘƛƻƴ ōȅ ōǊŀƴŎƘ ŀƴŘ ŦƛǘΣ !/a 

¢ǊŀƴǎŀŎǘƛƻƴǎ ƻƴ aŀǘƘŜƳŀǘƛŎŀƭ {ƻŦǘǿŀǊŜ ό¢ha{ύΣ нллуΣ орΣ мςнрΦ 

нсл !Φ 5Φ /ƭŀȅǘƻƴΣ WΦ !Φ aŀƴǎƻƴΣ /Φ WΦ ¢ŀȅƭƻǊΣ ¢Φ ²Φ /ƘŀƳōŜǊƭŀƛƴΣ .Φ !Φ ¢ŀȅƭƻǊΣ DΦ /ƭŜƳŜƴǎ ŀƴŘ wΦ !Φ 

.ƻǳǊƴŜΣ !ƭƎƻǊƛǘƘƳǎ ŦƻǊ ǘƘŜ ǎŜƭŦπƻǇǘƛƳƛǎŀǘƛƻƴ ƻŦ ŎƘŜƳƛŎŀƭ ǊŜŀŎǘƛƻƴǎΣ wŜŀŎǘ /ƘŜƳ 9ƴƎΣ нлмфΣ пΣ 

мрпрςмррпΦ 

нсм 9Φ .ǊŀŘŦƻǊŘΣ !Φ aΦ {ŎƘǿŜƛŘǘƳŀƴƴ ŀƴŘ !Φ [ŀǇƪƛƴΣ 9ŦŦƛŎƛŜƴǘ ƳǳƭǘƛƻōƧŜŎǘƛǾŜ ƻǇǘƛƳƛǎŀǘƛƻƴ ŜƳǇƭƻȅƛƴƎ 

Dŀǳǎǎƛŀƴ ǇǊƻŎŜǎǎŜǎΣ ǎǇŜŎǘǊŀƭ ǎŀƳǇƭƛƴƎ ŀƴŘ ŀ ƎŜƴŜǘƛŎ ŀƭƎƻǊƛǘƘƳΣ WƻǳǊƴŀƭ ƻŦ Ǝƭƻōŀƭ ƻǇǘƛƳƛǎŀǘƛƻƴΣ 

нлмуΣ тмΣ плтςпоуΦ 

нсн !Φ aΦ {ŎƘǿŜƛŘǘƳŀƴƴΣ !Φ 5Φ /ƭŀȅǘƻƴΣ bΦ IƻƭƳŜǎΣ 9Φ .ǊŀŘŦƻǊŘΣ wΦ !Φ .ƻǳǊƴŜ ŀƴŘ !Φ !Φ [ŀǇƪƛƴΣ 

aŀŎƘƛƴŜ ƭŜŀǊƴƛƴƎ ƳŜŜǘǎ Ŏƻƴǘƛƴǳƻǳǎ Ŧƭƻǿ ŎƘŜƳƛǎǘǊȅΥ !ǳǘƻƳŀǘŜŘ ƻǇǘƛƳƛǎŀǘƛƻƴ ǘƻǿŀǊŘǎ ǘƘŜ tŀǊŜǘƻ 

ŦǊƻƴǘ ƻŦ ƳǳƭǘƛǇƭŜ ƻōƧŜŎǘƛǾŜǎΣ /ƘŜƳƛŎŀƭ 9ƴƎƛƴŜŜǊƛƴƎ WƻǳǊƴŀƭΣ нлмуΣ орнΣ нттςнунΦ 

нсо !Φ 5Φ /ƭŀȅǘƻƴΣ WΦ !Φ aŀƴǎƻƴΣ /Φ WΦ ¢ŀȅƭƻǊΣ ¢Φ ²Φ /ƘŀƳōŜǊƭŀƛƴΣ .Φ !Φ ¢ŀȅƭƻǊΣ DΦ /ƭŜƳŜƴǎ ŀƴŘ wΦ !Φ 

.ƻǳǊƴŜΣ !ƭƎƻǊƛǘƘƳǎ ŦƻǊ ǘƘŜ ǎŜƭŦπƻǇǘƛƳƛǎŀǘƛƻƴ ƻŦ ŎƘŜƳƛŎŀƭ ǊŜŀŎǘƛƻƴǎΣ wŜŀŎǘ /ƘŜƳ 9ƴƎΣ нлмфΣ пΣ 

мрпрςмррпΦ 

нсп !Φ 5Φ /ƭŀȅǘƻƴΣ [Φ !Φ tƻǿŜǊΣ ²Φ wΦ wŜȅƴƻƭŘǎΣ /Φ !ƛƴǎǿƻǊǘƘΣ 5Φ wΦ WΦ IƻǎŜΣ aΦ CΦ WƻƴŜǎΣ ¢Φ ²Φ 

/ƘŀƳōŜǊƭŀƛƴΣ !Φ WΦ .ƭŀŎƪŜǊ ŀƴŘ wΦ !Φ .ƻǳǊƴŜΣ {ŜƭŦπƻǇǘƛƳƛǎƛƴƎ ǊŜŀŎǘƛǾŜ ŜȄǘǊŀŎǘƛƻƴǎΥ ǘƻǿŀǊŘǎ ǘƘŜ 

ŜŦŦƛŎƛŜƴǘ ŘŜǾŜƭƻǇƳŜƴǘ ƻŦ ƳǳƭǘƛπǎǘŜǇ Ŏƻƴǘƛƴǳƻǳǎ Ŧƭƻǿ ǇǊƻŎŜǎǎŜǎΣ W Cƭƻǿ /ƘŜƳΣ нлнлΣ млΣ мффςнлсΦ 
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нср !Φ 5Φ /ƭŀȅǘƻƴΣ !Φ aΦ {ŎƘǿŜƛŘǘƳŀƴƴΣ DΦ /ƭŜƳŜƴǎΣ WΦ !Φ aŀƴǎƻƴΣ /Φ WΦ ¢ŀȅƭƻǊΣ /Φ DΦ bƛƷƻΣ ¢Φ ²Φ 

/ƘŀƳōŜǊƭŀƛƴΣ bΦ YŀǇǳǊΣ !Φ WΦ .ƭŀŎƪŜǊ ŀƴŘ !Φ !Φ [ŀǇƪƛƴΣ !ǳǘƻƳŀǘŜŘ ǎŜƭŦπƻǇǘƛƳƛǎŀǘƛƻƴ ƻŦ ƳǳƭǘƛπǎǘŜǇ 

ǊŜŀŎǘƛƻƴ ŀƴŘ ǎŜǇŀǊŀǘƛƻƴ ǇǊƻŎŜǎǎŜǎ ǳǎƛƴƎ ƳŀŎƘƛƴŜ ƭŜŀǊƴƛƴƎΣ /ƘŜƳƛŎŀƭ 9ƴƎƛƴŜŜǊƛƴƎ WƻǳǊƴŀƭΣ нлнлΣ 

оупΣ мнооплΦ 

нсс aΦ LΦ WŜǊŀŀƭΣ bΦ IƻƭƳŜǎΣ DΦ wΦ !ƪƛŜƴ ŀƴŘ wΦ !Φ .ƻǳǊƴŜΣ 9ƴƘŀƴŎŜŘ ǇǊƻŎŜǎǎ ŘŜǾŜƭƻǇƳŜƴǘ ǳǎƛƴƎ 

ŀǳǘƻƳŀǘŜŘ Ŏƻƴǘƛƴǳƻǳǎ ǊŜŀŎǘƻǊǎ ōȅ ǎŜƭŦπƻǇǘƛƳƛǎŀǘƛƻƴ ŀƭƎƻǊƛǘƘƳǎ ŀƴŘ ǎǘŀǘƛǎǘƛŎŀƭ ŜƳǇƛǊƛŎŀƭ 

ƳƻŘŜƭƭƛƴƎΣ ¢ŜǘǊŀƘŜŘǊƻƴΣ нлмуΣ тпΣ омруςомспΦ 

нст .Φ [Φ IŀƭƭΣ /Φ WΦ ¢ŀȅƭƻǊΣ wΦ [ŀōŜǎΣ !Φ CΦ aŀǎǎŜȅΣ wΦ aŜƴȊŜƭΣ wΦ !Φ .ƻǳǊƴŜ ŀƴŘ ¢Φ ²Φ /ƘŀƳōŜǊƭŀƛƴΣ 

!ǳǘƻƴƻƳƻǳǎ ƻǇǘƛƳƛǎŀǘƛƻƴ ƻŦ ŀ ƴŀƴƻǇŀǊǘƛŎƭŜ ŎŀǘŀƭȅǎŜŘ ǊŜŘǳŎǘƛƻƴ ǊŜŀŎǘƛƻƴ ƛƴ Ŏƻƴǘƛƴǳƻǳǎ ŦƭƻǿΣ 

/ƘŜƳƛŎŀƭ /ƻƳƳǳƴƛŎŀǘƛƻƴǎΣ нлнмΣ ртΣ пфнсςпфнфΦ 

нсу /Φ YƘƻǎƛǘŀƴƻƴΣ YΦ !ŘǇŀƪǇŀƴƎΣ {Φ .ǳǊŜŜƪŀŜǿ ŀƴŘ bΦ ²ŜŜǊŀƴƻǇǇŀƴŀƴǘΣ /ƻƴǘƛƴǳƻǳǎπŦƭƻǿ 

ǇǳǊƛŦƛŎŀǘƛƻƴ ƻŦ ǎƛƭǾŜǊ ƴŀƴƻǇŀǊǘƛŎƭŜǎ ŀƴŘ ƛǘǎ ƛƴǘŜƎǊŀǘƛƻƴ ǿƛǘƘ Ŧƭƻǿ ǎȅƴǘƘŜǎƛǎΣ W Cƭƻǿ /ƘŜƳΣ нлнлΣ млΣ 

ороςоснΦ 

нсф bΦ ²ŜŜǊŀƴƻǇǇŀƴŀƴǘΣ !Φ !ŘŀƳƻΣ DΦ {ŀǇŀǊōŀƛǳƭȅΣ 9Φ wƻǎŜΣ /Φ CƭŜǳǊȅΣ .Φ {ŎƘŜƴƪŜƭ ŀƴŘ YΦ CΦ WŜƴǎŜƴΣ 

5ŜǎƛƎƴ ƻŦ ƳǳƭǘƛǎǘŀƎŜ ŎƻǳƴǘŜǊπŎǳǊǊŜƴǘ ƭƛǉǳƛŘςƭƛǉǳƛŘ ŜȄǘǊŀŎǘƛƻƴ ŦƻǊ ǎƳŀƭƭπǎŎŀƭŜ ŀǇǇƭƛŎŀǘƛƻƴǎΣ LƴŘ 9ƴƎ 

/ƘŜƳ wŜǎΣ нлмтΣ рсΣ плфрςпмлоΦ 

нтл [Φ ¸ŀƴƎΣ bΦ ²ŜŜǊŀƴƻǇǇŀƴŀƴǘ ŀƴŘ YΦ CΦ WŜƴǎŜƴΣ /ƘŀǊŀŎǘŜǊƛȊŀǘƛƻƴ ŀƴŘ ƳƻŘŜƭƛƴƎ ƻŦ ǘƘŜ ƻǇŜǊŀǘƛƴƎ 

ŎǳǊǾŜǎ ƻŦ ƳŜƳōǊŀƴŜ ƳƛŎǊƻǎŜǇŀǊŀǘƻǊǎΣ LƴŘ 9ƴƎ /ƘŜƳ wŜǎΣ нлмтΣ рсΣ мнмупςмнмфмΦ 

нтм YΦ YΦ {ƛǊƪŀǊΣ aŜƳōǊŀƴŜ ǎŜǇŀǊŀǘƛƻƴ ǘŜŎƘƴƻƭƻƎƛŜǎΥ ŎǳǊǊŜƴǘ ŘŜǾŜƭƻǇƳŜƴǘǎΣ /ƘŜƳ 9ƴƎ /ƻƳƳǳƴΣ 

мффтΣ мртΣ мпрςмупΦ 

нтн wΦ wŀǳǘŜƴōŀŎƘ ŀƴŘ wΦ !ƭōǊŜŎƘǘΣ aŜƳōǊŀƴŜ ǎŜǇŀǊŀǘƛƻƴ ǇǊƻŎŜǎǎŜǎΦ 

нто !Φ !ŘŀƳƻΣ tΦ [Φ IŜƛŘŜǊΣ bΦ ²ŜŜǊŀƴƻǇǇŀƴŀƴǘ ŀƴŘ YΦ CΦ WŜƴǎŜƴΣ aŜƳōǊŀƴŜπōŀǎŜŘΣ ƭƛǉǳƛŘςƭƛǉǳƛŘ 

ǎŜǇŀǊŀǘƻǊ ǿƛǘƘ ƛƴǘŜƎǊŀǘŜŘ ǇǊŜǎǎǳǊŜ ŎƻƴǘǊƻƭΣ LƴŘ 9ƴƎ /ƘŜƳ wŜǎΣ нлмоΣ рнΣ млулнςмлулуΦ 

нтп WΦ 5ŀƎƭƛǎƘΣ !Φ WΦ .ƭŀŎƪŜǊΣ DΦ ŘŜ .ƻŜǊΣ {Φ WΦ wǳǎǎŜƭƭΣ aΦ ¢ŀǳǎƛŦΣ 5Φ wΦ WΦ IƻǎŜΣ !Φ wΦ tŀǊǎƻƴǎΣ !Φ /ǊŀƳǇǘƻƴ 

ŀƴŘ bΦ YŀǇǳǊΣ ! /ƻŀƭŜǎŎƛƴƎ CƛƭǘŜǊ ŦƻǊ [ƛǉǳƛŘς[ƛǉǳƛŘ {ŜǇŀǊŀǘƛƻƴ ŀƴŘ aǳƭǘƛǎǘŀƎŜ 9ȄǘǊŀŎǘƛƻƴ ƛƴ 

/ƻƴǘƛƴǳƻǳǎπCƭƻǿ /ƘŜƳƛǎǘǊȅΣ hǊƎ tǊƻŎŜǎǎ wŜǎ 5ŜǾΣ нлнпΣ нуΣ мфтфςмфуфΦ 

нтр !Φ ¢ŜǎǎƛŜǊΣ tΦ DΦ /Φ /ŀƳǇōŜƭƭ ŀƴŘ aΦ .ƛǎǎƻƴΣ {ŜǉǳŜƴǘƛŀƭ ŜȄǘǊŀŎǘƛƻƴ ǇǊƻŎŜŘǳǊŜ ŦƻǊ ǘƘŜ ǎǇŜŎƛŀǘƛƻƴ ƻŦ 

ǇŀǊǘƛŎǳƭŀǘŜ ǘǊŀŎŜ ƳŜǘŀƭǎΣ !ƴŀƭ /ƘŜƳΣ мфтфΣ рмΣ уппςурмΦ 
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нтс bΦ /ƻƴŘŀƳƛƴŜǎ ŀƴŘ /Φ aǳǎƛƪŀǎΣ ¢I9 9·¢w!/¢Lhb .¸ bΣ bπ5L![Y¸[!aL59{Φ LΦ Ibhо !b5 h¢I9w 

LbhwD!bL/ !/L5{ΦΣ {ƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ŀƴŘ ƛƻƴ ŜȄŎƘŀƴƎŜΣ мфууΣ сΣ мллтςмлопΦ 

нтт bΦ /ƻƴŘŀƳƛƴŜǎ ŀƴŘ /Φ aǳǎƛƪŀǎΣ ¢ƘŜ ŜȄǘǊŀŎǘƛƻƴ ōȅ bbπŘƛŀƭƪȅƭŀƳƛŘŜǎΦ LLΦ 9ȄǘǊŀŎǘƛƻƴ ƻŦ ŀŎǘƛƴƛŘŜ 

ŎŀǘƛƻƴǎΣ {ƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ŀƴŘ ƛƻƴ ŜȄŎƘŀƴƎŜΣ мффнΣ млΣ сфςмллΦ 

нту aΦ [Φ IƛƭƭΣ /Φ tŜǊŜƛǊŀ ŀƴŘ !Φ DΦ {ŜǊǾƛǎΣ YƛƴŜǘƛŎǎ ŀƴŘ aŜŎƘŀƴƛǎƳ ƻŦ /Ŝ όL±ύ tƘŀǎŜ ¢ǊŀƴǎŦŜǊ ōȅ ǘƘŜ 

bŜǳǘǊŀƭ 9ȄǘǊŀŎǘŀƴǘǎ ¢Ǌƛōǳǘȅƭ tƘƻǎǇƘŀǘŜ ŀƴŘ bΣ bπ5ƛ όнπŜǘƘȅƭƘŜȄȅƭύ ƛǎƻōǳǘȅǊŀƳƛŘŜΣ LƴŘ 9ƴƎ /ƘŜƳ 

wŜǎΦ 

нтф WΦ 5ǊŀŘŜǊΣ DΦ {ŀƛƴǘπ[ƻǳƛǎΣ WΦ aΦ aǳƭƭŜǊΣ aΦ /Φ /ƘŀǊōƻƴƴŜƭΣ tΦ DǳƛƭōŀǳŘΣ [Φ .ŜǊǘƘƻƴΣ YΦ aΦ wƻǎŎƛƻƭƛπ

WƻƘƴǎƻƴΣ /Φ !Φ ½ŀǊȊŀƴŀΣ /Φ wŀŜ ŀƴŘ DΦ {Φ DǊƻŜƴŜǿƻƭŘΣ wŀŘƛŀǘƛƻƴ ŎƘŜƳƛǎǘǊȅ ƻŦ ǘƘŜ ōǊŀƴŎƘŜŘπŎƘŀƛƴ 

ƳƻƴƻŀƳƛŘŜ ŘƛπнπŜǘƘȅƭƘŜȄȅƭπƛǎƻōǳǘȅǊŀƳƛŘŜΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлмтΣ орΣ пулς

пфрΦ 

нул DΦ aΦ DŀǎǇŀǊƛƴƛ ŀƴŘ DΦ DǊƻǎǎƛΣ wŜǾƛŜǿ ŀǊǘƛŎƭŜ ƭƻƴƎ ŎƘŀƛƴ ŘƛǎǳōǎǘƛǘǳǘŜŘ ŀƭƛǇƘŀǘƛŎ ŀƳƛŘŜǎ ŀǎ 

ŜȄǘǊŀŎǘƛƴƎ ŀƎŜƴǘǎ ƛƴ ƛƴŘǳǎǘǊƛŀƭ ŀǇǇƭƛŎŀǘƛƻƴǎ ƻŦ ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 

9ȄŎƘŀƴƎŜΣ мфусΣ пΣ мнооςмнтмΦ 

нум 9Φ wΦ .ŜǊǘŜƭǎŜƴΣ aΦ wΦ !ƴǘƻƴƛƻΣ aΦ tΦ WŜƴǎŜƴ ŀƴŘ WΦ /Φ {ƘŀŦŜǊΣ 9ƭŜŎǘǊƻŎƘŜƳƛǎǘǊȅ ƻŦ t¦w9·Υ w ƛǎ ŦƻǊ 

ǊŜŘǳŎǘƛƻƴ ŀƴŘ ƛƻƴ ǘǊŀƴǎŦŜǊΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлннΣ плΣ спςурΦ 

нун IΦ !Φ /Φ aŎYŀȅΣ ƛƴ {ŎƛŜƴŎŜ ŀƴŘ ǘŜŎƘƴƻƭƻƎȅ ƻŦ ǘǊƛōǳȅǘƭ ǇƘƻǎǇƘŀǘŜΣ мффлΦ 

нуо WΦ aΦ aŎYƛōōŜƴΣ /ƘŜƳƛǎǘǘȅ ƻŦ ǘƘŜ ǇǳǊŜȄ ǇǊƻŎŜǎǎΣ wŀŘƛƻŎƘƛƳ !ŎǘŀΣ мфупΣ осΣ оςмсΦ 

нуп wΦ {Φ IŜǊōǎǘΣ tΦ .ŀǊƻƴ ŀƴŘ aΦ bƛƭǎǎƻƴΣ ƛƴ !ŘǾŀƴŎŜŘ ǎŜǇŀǊŀǘƛƻƴ ǘŜŎƘƴƛǉǳŜǎ ŦƻǊ ƴǳŎƭŜŀǊ ŦǳŜƭ 

ǊŜǇǊƻŎŜǎǎƛƴƎ ŀƴŘ ǊŀŘƛƻŀŎǘƛǾŜ ǿŀǎǘŜ ǘǊŜŀǘƳŜƴǘΣ 9ƭǎŜǾƛŜǊΣ нлммΣ ǇǇΦ мпмςмтрΦ 

нур ²Φ .Φ [ŀƴƘŀƳ ŀƴŘ ¢Φ /Φ wǳƴƛƻƴΣ t¦w9· ǇǊƻŎŜǎǎ ŦƻǊ ǇƭǳǘƻƴƛǳƳ ŀƴŘ ǳǊŀƴƛǳƳ ǊŜŎƻǾŜǊȅΣ hŀƪ wƛŘƎŜ 

bŀǘƛƻƴŀƭ [ŀōΦόhwb[ύΣ hŀƪ wƛŘƎŜΣ ¢b ό¦ƴƛǘŜŘ {ǘŀǘŜǎύΣ мфпфΦ 

нус WΦ 9Φ .ƛǊƪŜǘǘΣ aΦ WΦ /ŀǊǊƻǘǘΣ hΦ 5Φ CƻȄΣ /Φ WΦ WƻƴŜǎΣ /Φ WΦ aŀƘŜǊΣ /Φ ± wƻǳōŜΣ wΦ WΦ ¢ŀȅƭƻǊ ŀƴŘ 5Φ !Φ 

²ƻƻŘƘŜŀŘΣ wŜŎŜƴǘ ŘŜǾŜƭƻǇƳŜƴǘǎ ƛƴ ǘƘŜ tǳǊŜȄ ǇǊƻŎŜǎǎ ŦƻǊ ƴǳŎƭŜŀǊ ŦǳŜƭ ǊŜǇǊƻŎŜǎǎƛƴƎΥ /ƻƳǇƭŜȄŀƴǘ 

ōŀǎŜŘ ǎǘǊƛǇǇƛƴƎ ŦƻǊ ǳǊŀƴƛǳƳκǇƭǳǘƻƴƛǳƳ ǎŜǇŀǊŀǘƛƻƴΣ /ƘƛƳƛŀ ό!ŀǊŀǳύΣ нллрΣ рфΣ уфуΦ 

нут DΦ aƻŘƻƭƻΣ !Φ ²ƛƭŘŜƴΣ !Φ DŜƛǎǘΣ 5Φ aŀƎƴǳǎǎƻƴ ŀƴŘ wΦ aŀƭƳōŜŎƪΣ ! ǊŜǾƛŜǿ ƻŦ ǘƘŜ ŘŜƳƻƴǎǘǊŀǘƛƻƴ 

ƻŦ ƛƴƴƻǾŀǘƛǾŜ ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ǇǊƻŎŜǎǎŜǎ ŦƻǊ ǘƘŜ ǊŜŎƻǾŜǊȅ ƻŦ ǘǊƛǾŀƭŜƴǘ ƳƛƴƻǊ ŀŎǘƛƴƛŘŜǎ ŦǊƻƳ 

t¦w9· ǊŀŦŦƛƴŀǘŜΣ wŀŘƛƻŎƘƛƳ !ŎǘŀΣ нлмнΣ мллΣ тмрςтнрΦ 
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нуу wΦ WΦ ¢ŀȅƭƻǊΣ /Φ wΦ DǊŜƎǎƻƴΣ aΦ WΦ /ŀǊǊƻǘǘΣ /Φ aŀǎƻƴ ŀƴŘ aΦ WΦ {ŀǊǎŦƛŜƭŘΣ tǊƻƎǊŜǎǎ ǘƻǿŀǊŘǎ ǘƘŜ Ŧǳƭƭ 

ǊŜŎƻǾŜǊȅ ƻŦ ƴŜǇǘǳƴƛǳƳ ƛƴ ŀƴ ŀŘǾŀƴŎŜŘ t¦w9· ǇǊƻŎŜǎǎΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ 

нлмоΣ омΣ ппнςпснΦ 

нуф WΦ 5ǊŀŘŜǊΣ DΦ {ŀƛƴǘπ[ƻǳƛǎΣ WΦ aΦ aǳƭƭŜǊΣ aΦ /Φ /ƘŀǊōƻƴƴŜƭΣ tΦ DǳƛƭōŀǳŘΣ [Φ .ŜǊǘƘƻƴΣ YΦ aΦ wƻǎŎƛƻƭƛπ

WƻƘƴǎƻƴΣ /Φ !Φ ½ŀǊȊŀƴŀΣ /Φ wŀŜ ŀƴŘ DΦ {Φ DǊƻŜƴŜǿƻƭŘΣ wŀŘƛŀǘƛƻƴ ŎƘŜƳƛǎǘǊȅ ƻŦ ǘƘŜ ōǊŀƴŎƘŜŘπŎƘŀƛƴ 

ƳƻƴƻŀƳƛŘŜ ŘƛπнπŜǘƘȅƭƘŜȄȅƭπƛǎƻōǳǘȅǊŀƳƛŘŜΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлмтΣ орΣ пулς

пфрΦ 

нфл aΦ {ŀƭǾŀǘƻǊŜǎ ŀƴŘ DΦ tŀƭƳƛƻǘǘƛΣ wŀŘƛƻŀŎǘƛǾŜ ǿŀǎǘŜ ǇŀǊǘƛǘƛƻƴƛƴƎ ŀƴŘ ǘǊŀƴǎƳǳǘŀǘƛƻƴ ǿƛǘƘƛƴ 

ŀŘǾŀƴŎŜŘ ŦǳŜƭ ŎȅŎƭŜǎΥ !ŎƘƛŜǾŜƳŜƴǘǎ ŀƴŘ ŎƘŀƭƭŜƴƎŜǎΣ tǊƻƎ tŀǊǘ bǳŎƭ tƘȅǎΣ нлммΣ ссΣ мппςмссΦ 

нфм ¢Φ !Φ YǳǊƴƛŀǿŀƴΣ aΦ IΦ 5Φ hǘƘƳŀƴΣ 5Φ {ƛƴƎƘΣ wΦ !ǾǘŀǊΣ DΦ IΦ IǿŀƴƎΣ ¢Φ {ŜǘƛŀŘƛ ŀƴŘ ²Φ [ƻΣ 

¢ŜŎƘƴƻƭƻƎƛŎŀƭ ǎƻƭǳǘƛƻƴǎ ŦƻǊ ƭƻƴƎπǘŜǊƳ ǎǘƻǊŀƎŜ ƻŦ ǇŀǊǘƛŀƭƭȅ ǳǎŜŘ ƴǳŎƭŜŀǊ ǿŀǎǘŜΥ ! ŎǊƛǘƛŎŀƭ ǊŜǾƛŜǿΣ 

!ƴƴ bǳŎƭ 9ƴŜǊƎȅΣ нлннΣ мссΣ млутосΦ 

нфн wΦ {Φ IŜǊōǎǘΣ tΦ .ŀǊƻƴ ŀƴŘ aΦ bƛƭǎǎƻƴΣ ƛƴ !ŘǾŀƴŎŜŘ ǎŜǇŀǊŀǘƛƻƴ ǘŜŎƘƴƛǉǳŜǎ ŦƻǊ ƴǳŎƭŜŀǊ ŦǳŜƭ 

ǊŜǇǊƻŎŜǎǎƛƴƎ ŀƴŘ ǊŀŘƛƻŀŎǘƛǾŜ ǿŀǎǘŜ ǘǊŜŀǘƳŜƴǘΣ 9ƭǎŜǾƛŜǊΣ нлммΣ ǇǇΦ мпмςмтрΦ 

нфо {Φ .ƻǳǊƎΣ !Φ DŜƛǎǘ ŀƴŘ WΦ bŀǊōǳǘǘΣ {!/{9{{ςǘƘŜ 9¦w!¢ha Ctт ǇǊƻƧŜŎǘ ƻƴ ŀŎǘƛƴƛŘŜ ǎŜǇŀǊŀǘƛƻƴ ŦǊƻƳ 

ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭǎΣ bǳƪƭŜƻƴƛƪŀΣ нлмрΣ слΣ улфςумпΦ 

нфп /Φ tƻƛƴǎǎƻǘΣ /Φ wƻǎǘŀƛƴƎΣ tΦ .ŀǊƻƴΣ 5Φ ²ŀǊƛƴ ŀƴŘ .Φ .ƻǳƭƭƛǎΣ aŀƛƴ ǊŜǎǳƭǘǎ ƻŦ ǘƘŜ CǊŜƴŎƘ ǇǊƻƎǊŀƳ ƻƴ 

ǇŀǊǘƛǘƛƻƴƛƴƎ ƻŦ ƳƛƴƻǊ ŀŎǘƛƴƛŘŜǎΣ ŀ ǎƛƎƴƛŦƛŎŀƴǘ ƛƳǇǊƻǾŜƳŜƴǘ ǘƻǿŀǊŘǎ ƴǳŎƭŜŀǊ ǿŀǎǘŜ ǊŜŘǳŎǘƛƻƴΣ 

tǊƻŎŜŘƛŀ /ƘŜƳΣ нлмнΣ тΣ оруςоссΦ 

нфр wΦ aŀƭƳōŜŎƪΣ 5Φ aŀƎƴǳǎǎƻƴΣ {Φ .ƻǳǊƎΣ aΦ /ŀǊǊƻǘǘΣ !Φ DŜƛǎǘΣ ·Φ IŞǊŝǎΣ aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ DΦ 

aƻŘƻƭƻΣ ¦Φ aǸƭƭƛŎƘ ŀƴŘ /Φ {ƻǊŜƭΣ IƻƳƻƎŜƴƻǳǎ ǊŜŎȅŎƭƛƴƎ ƻŦ ǘǊŀƴǎǳǊŀƴƛǳƳ ŜƭŜƳŜƴǘǎ ŦǊƻƳ ƛǊǊŀŘƛŀǘŜŘ 

Ŧŀǎǘ ǊŜŀŎǘƻǊ ŦǳŜƭ ōȅ ǘƘŜ 9¦whπD!b9· ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ǇǊƻŎŜǎǎΣ wŀŘƛƻŎƘƛƳ !ŎǘŀΣ нлмфΣ млтΣ фмтς

фнфΦ 

нфс wΦ aŀƭƳōŜŎƪΣ 5Φ aŀƎƴǳǎǎƻƴΣ {Φ .ƻǳǊƎΣ aΦ /ŀǊǊƻǘǘΣ !Φ DŜƛǎǘΣ ·Φ IŞǊŝǎΣ aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ DΦ 

aƻŘƻƭƻΣ ¦Φ aǸƭƭƛŎƘ ŀƴŘ /Φ {ƻǊŜƭΣ IƻƳƻƎŜƴƻǳǎ ǊŜŎȅŎƭƛƴƎ ƻŦ ǘǊŀƴǎǳǊŀƴƛǳƳ ŜƭŜƳŜƴǘǎ ŦǊƻƳ ƛǊǊŀŘƛŀǘŜŘ 

Ŧŀǎǘ ǊŜŀŎǘƻǊ ŦǳŜƭ ōȅ ǘƘŜ 9¦whπD!b9· ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ǇǊƻŎŜǎǎΣ wŀŘƛƻŎƘƛƳ !ŎǘŀΣ нлмфΣ млтΣ фмтς

фнфΦ 

нфт !Φ ¢ŜǎǎƛŜǊΣ tΦ DΦ /Φ /ŀƳǇōŜƭƭ ŀƴŘ aΦ .ƛǎǎƻƴΣ {ŜǉǳŜƴǘƛŀƭ ŜȄǘǊŀŎǘƛƻƴ ǇǊƻŎŜŘǳǊŜ ŦƻǊ ǘƘŜ ǎǇŜŎƛŀǘƛƻƴ ƻŦ 

ǇŀǊǘƛŎǳƭŀǘŜ ǘǊŀŎŜ ƳŜǘŀƭǎΣ !ƴŀƭ /ƘŜƳΣ мфтфΣ рмΣ уппςурмΦ 
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нфу WΦ 5ŀƎƭƛǎƘΣ !Φ WΦ .ƭŀŎƪŜǊΣ DΦ ŘŜ .ƻŜǊΣ {Φ WΦ wǳǎǎŜƭƭΣ aΦ ¢ŀǳǎƛŦΣ 5Φ wΦ WΦ IƻǎŜΣ !Φ wΦ tŀǊǎƻƴǎΣ !Φ /ǊŀƳǇǘƻƴ 

ŀƴŘ bΦ YŀǇǳǊΣ ! /ƻŀƭŜǎŎƛƴƎ CƛƭǘŜǊ ŦƻǊ [ƛǉǳƛŘς[ƛǉǳƛŘ {ŜǇŀǊŀǘƛƻƴ ŀƴŘ aǳƭǘƛǎǘŀƎŜ 9ȄǘǊŀŎǘƛƻƴ ƛƴ 

/ƻƴǘƛƴǳƻǳǎπCƭƻǿ /ƘŜƳƛǎǘǊȅΣ hǊƎ tǊƻŎŜǎǎ wŜǎ 5ŜǾΣ нлнпΣ нуΣ мфтфςмфуфΦ 

 

Chapter 2  : A Self-Optimised Approach to Synthesising DEHiBA for 

Advanced Nuclear Reprocessing, Exploiting the Power of Machine -

Learning  

Thomas Shaw, Adam D. Clayton, Ricardo Labes, Thomas M. Dixon, Sarah Boyall, Oliver J. Kershaw, 

Richard A. Bourne and Bruce C. Hanson 

2.1 Abstract  

In an effort to advance the development of hydrometallurgical reprocessing of used nuclear fuel 

across the globe, this work sets out to explore and identify an optimised cost-effective pathway to 

synthesise the ligand DEHiBA (N,N-di-(2-ethylhexyl)isobutyramide). Currently, very few chemical 

suppliers stock and distribute this specialist ligand, designed for the purpose of selective uranium 

chelation and extraction from nuclear fuel. The high cost of DEHiBA therefore restricts access to 

essential large-scale testing of this promising ligand designed to advance nuclear reprocessing. 

This work utilises an automated flow reactor platform for the efficient optimisation of four 

synthetic routes to DEHiBA. These optimisations focus on optimising cost, reagent efficiency, yield 

and productivity target functions by exploiting the power of machine-learning algorithms for rapid 

process development. Ultimately, we have identified an efficient and cost-effective solvent-free 

route to DEHiBA from isobutyric anhydride and di-2-ethylhexylamine for <£100 (current prices) 

per litre of DEHiBA in reagent costs enabling affordable access to litres of this material for 

subsequent testing. The exothermic nature of this reaction proved that a tubular flow reactor 

mitigated this safety risk, whilst also continuously producing crude DEHiBA with yields up to 
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99+% at a purity of 76% and a process mass intensity of 1.29 g g-1 with conditions also capable of 

productivities around 75 kg L-1 h-1, all whilst maintaining a high level of process control with outlet 

temperatures not exceeding 35 °C.  

 

2.2 Introduction  

The demand for nuclear energy has surged in recent years due to a global drive toward 

sustainability. In line with this, the UK government stated in its 2020 energy white paper that 

nuclear energy would play a key role in decarbonising Britain over the next 30 years,1 which has 

resulted in multi-billion pound investments in large nuclear reactors at Hinkley and Sizewell. The 

recent rise in interest towards nuclear fission as a means to not only decarbonise power, but other, 

ȰÍÏÒÅ ÄÉÆÆÉÃÕÌÔ ÔÏ ÄÅÃÁÒÂÏÎÉÓÅ ÉÎÄÕÓÔÒÉÅÓȱȟ2-4 brings the question of how sustainable is nuclear 

fission as a whole? The clean energy benefits and low carbon emissions associated with energy 

production from nuclear power is indisputable.5, 6 Yet, an open fuel cycle remains popular for most, 

despite its unsustainable nature.7-9 To improve the sustainability of nuclear fission the appropriate 

management of used nuclear fuel is vital for nuclear fission to be sustainable for future generations 

over a long time-frame. Currently, two overarching routes exist for the management of used 

nuclear fuel: direct disposal in geological facilities, and nuclear reprocessing/recycle.10 For nuclear 

fission to be truly sustainable, the employment of a closed fuel cycle that avoids wasting this 

valuable resource, rich in elements from across the periodic table, is critical.10-13 Yet, at present, 

few reprocessing facilities are in operation and these only employ the limited, but mature PUREX 

(Plutonium Uranium Reduction EXtraction) process for the selective extraction of uranium and 

plutonium.14-17 This selective extraction is achieved through a series of liquid-liquid extractions 

and is governed by the ligand tri-n-butyl phosphate (TBP).18-20 
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The selectivity of hydrometallurgical reprocessing is defined by organic ligands like TBP, due to 

their affinity for chelation of specific metal ions.21, 22 To enhance the capability of nuclear 

reprocessing, researchers have developed and tested a host of different ligands over a series of 

decades.23-26 Dialkylamide and diamide ligands are two successful groups of ligands for the 

removal of long-lived radionuclides such as the actinides, with the dialkylamide, DEHiBA 

(N,N-di-(2-ethylhexyl)isobutyramide) proving to be an ideal replacement for TBP.11, 27-29 DEHiBA 

offers improved selectively for uranium and does not extract plutonium,30-32 thus enhances 

proliferation resistance for processes that employ DEHiBA like the GANEX (Grouped Actinide 

Extraction) process.33, 34 Notably, the GANEX second cycle flowsheets employ more complex 

ligands like the diamides to facilitate transuranic extraction downstream.35-37 Recent publications 

from Hall et al. highlight the continued interest and relevance of DEHiBA for the selective 

extraction of uranium, their research focussing on process intensification of uranium extraction, 

ensuring performance under various conditions.38, 39 

The specialist nature of DEHiBA makes it a high-cost research material with limited suppliers. 

This is not only detrimental to the economics of advanced reprocessing, but also restricts access 

to research in this field, in particular large-scale performance testing that is necessary to further 

the technology readiness level. A less costly approach is to synthesise ligands like DEHiBA in-house 

using procedures outlined in the available literature,40 with Thiollet and Musikas being frequently 

referenced.41 This approach employs isobutyryl chloride (iBCl), triethylamine, and 

di-(2-ethylhexyl)amine (DiEHA) to yield DEHiBA, via an effective method in a lab environment. 

Unfortunately, iBCl is currently more costly than alternative materials such as isobutyric acid 

(iBA), whilst also being highly toxic, halogenated, and violently reacting with water, thus being 

unfavourable for scale-up. These issues are avoidable through alternative synthetic pathways 

(Figure 26). An ideal manufacture process for DEHiBA would minimise the use of toxic/hazardous 
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reagents, avoid halogenated reagents and solvents whilst minimising process mass intensity (PMI) 

in order to reduce safety concerns and reduce environmental impact. Desirably one condition 

would grant minimum reagent cost, with little trade-off between productivity and reaction mass 

efficiency (RME), finally a high yield with minimal by-products will reduce downstream 

purification costs.  

 

Figure 26: Four synthetic pathways to DEHiBA, (a-f) are the different routes that have been 
investigated in this work, where routes (c-e) represent one synthetic pathway but with different 

solvent systems. 

To identify the optimum route and conditions to DEHiBA, each process will be optimised and 

compared in this work. Traditionally this can take months if not years to find an optimised solution 

depending on the chemistry and objectives chosen. However, recent advances at the interface 

between chemistry, chemical engineering and computer science has led to the development of 

platforms capable of rapid process development and optimisation.42-48 The emergence and success 

of these technologies has been largely driven and adopted by academia with the chemical industry 

to save valuable time and money needed for chemical development.49-51 Self-optimising flow 

reactors that utilise machine-learning algorithms in conjunction with online/inline analysis and a 

feedback loop are one of these technologies that has gained considerable interest of late.47, 52 These 

advanced chemical reactors, automatically adjust operating conditions depending on the reaction 

outcome in order to optimise reaction performance.52-58 As traditional process optimisation 
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campaigns are renowned for being research and labour intensive, the utilisation of these more 

efficient, machine learning driven technologies (Figure 27), enables the reduction of chemical 

consumption, labour, risk, and optimisation time-lines.53, 59, 60 Furthermore, a continuous flow 

process facilitates continuous manufacture with enhanced process control, offering high product 

throughput with the beneficial ease of real-time process monitoring.47  

 

Figure 27: An illustration of a self-optimising flow reactor platform for the automated process 
optimisation of chemical reactions. 

In this work we have employed self-optimising flow reactor platforms to optimise key process 

metrics of the four synthetic pathways to DEHiBA. This data has enabled identification of the best 

performing route for the large-scale manufacture of DEHiBA in continuous flow. Tubular flow was 

utilised for its ease of access to more expansive operating windows such as pressures over 200 bar 

and temperatures well in excess of typical boiling points when compared to batch chemistry.61 This 

facilitated process intensification of each route and enhanced reaction kinetic understanding, all 

whilst enhancing process control and safety by minimising reaction volumes for controlling 

exothermic reactions. Batch chemistry was used as a screening tool to ensure reaction feasibility 

and suitability in continuous flow and was not optimised in this work. This work focussed on 

identifying the most cost effective, reagent efficient conditions that are suitable for large-scale 

continuous manufacture. The productivity of each process is of importance and has been optimised 

[ ]
n
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in this work, here Pareto fronts have been identified to understand any trade-offs between process 

metrics for each route.52 This is particularly important if there is a trade-off between cost or 

reagent efficiency and productivity, therefore Pareto fronts aid the identification of conditions that 

balance these metrics and enhance the understanding of each route, supporting the decision 

making process for scale up. A combination of single- and multi-objective optimisation algorithms 

have been exploited to optimise product yield, reaction mass efficiency (RME), space-time yield 

(STY), and reagent cost per moles of DEHiBA produced. A range of high performing reaction 

conditions across the four synthetic pathways have been identified in this work to inform key 

decisions for an optimised synthesis of DEHiBA prior to scale-up of DEHiBA in the future. This 

work further validates the power of self-optimising flow platforms by identifying a scalable, high-

performance route to DEHiBA, a specialist ligand for advanced nuclear reprocessing, via the rapid 

optimisation of four synthetic pathways. 

2.3 Experimental  

2.3.1 Chemicals 

All of the following commercially available compounds were purchased and used without 

further purification. N,N-di-(2-ethylhexyl)isobutyramide (DEHiBA; >99%) was purchased from 

Technocomm Ltd. Di-(2-ethylhexyl)amine (DiEHA, 99%), isobutyric acid (iBA; 99+%) and 

triethylamine (99%) were purchased from Acros Organics. 4-dimethylaminopyridine (DMAP; 

99%), acetonitrile (MeCN; HPLC grade), N,N-dimethylformamide (DMF; Extra Pure), hexane (97%) 

and chloroform (99+%) were purchased from Fisher Scientific Ltd. Isobutyric anhydride 

(iBAnhydride, 99%), 1-ethyl-3-(3-dimethylaminopropyl)carbodiimide hydrochloride (EDC.HCl; 

99%), and isobutyryl chloride (iBCl; 97%) were purchased from Fluorochem. Biphenyl (99+%) 

was purchased from Merck Life Science UK Ltd.  
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Reagent costs were acquired as of March 2022 and can be found in Table S1. 

2.3.2 The Self-Optimising Flow Reactor Platform   

The flow platform is illustrated in Figure 28 where reagents were pumped using JASCO PU-

2080 dual piston HPLC pumps and flow paths were mixed using Swagelok SS-100ɀ3 tee-pieces. 

Reactors of desired volumes were made from either PFA, PTFE or 316 stainless steel (SS) tubing 

ɉρȾρφᴂᴂ /$ȟ ρȢυω ÍÍ )$ ÆÏÒ 0&! ÁÎÄ 04&% ÁÎÄ ρȾσςȱ )$ ÆÏÒ 33 ÔÕÂÉÎÇ), supplied by Polyflon 

Technology Ltd and Cole Parmer, these were fitted to a cylindrical aluminium block and heated via 

a Eurotherm 3200 temperature controller. Sampling was achieved using a VICI Valco EUDA-CI4W 

sample loop (4-port) with 0.5 -πȢπφ ʈ, ÉÎÊÅÃÔÉÏÎ ÖÏÌÕÍÅȢ 2ÅÁÃÔÉÏÎÓ ×ÅÒÅ ÍÁÉÎÔÁÉÎÅÄ ÕÎÄÅÒ ÆÉØÅÄ 

back pressures using Upchurch Scientific back pressure regulators (100/250 psi), whilst route (e) 

employed the TescomTM 26-1762-22 control pressure regulator to achieve a pressure of 210 bar. 

Quantitative analysis was performed on an Agilent 1260 Infinity II series HPLC instrument fitted 

with an Agilent Poroshell 120 EC-#ρψ ÒÅÖÅÒÓÅ ÐÈÁÓÅ ÃÏÌÕÍÎ ɉυ ÃÍ ÌÅÎÇÔÈȟ τȢφ ÍÍ )$ ÁÎÄ ςȢχ ʈÍ 

particle size). The HPLC method can be found in Chapter 6, Section 1 (HPLC and GC-FID Methods) 

experimental section. The automated platform was controlled using a custom written MATLAB 

program, the optimisation algorithms were also written and implemented in MATLAB. Calibration 

curves (Figure S5) were obtained to quantify the analysis using biphenyl as the internal standard. 

MATLAB was used to control pump flow rates, reactor temperature and sampling. For each 

iteration the reactor was allowed to stabilize at the desired operating temperature; the pumps 

were set to the required flow rates and left for three reactor volumes to reach steady state; then 

finally, the sampling valve was triggered alongside HPLC analysis. To minimize the duration and 

material consumption per iteration: (i) pump flow rates were reduced to a minimum during the 

heating/cooling of the reactor; (ii) initial LHC experiments were sorted in order of increasing 
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temperature; (iii) sequential LHC experiments were started whilst analysis of the previous 

experiment was running. Responses for each objective were calculated from HPLC chromatograms 

ÁÎÄ ÕÓÅÄ ÔÏ ÉÎÆÏÒÍ ÔÈÅ ÏÐÔÉÍÉÓÁÔÉÏÎ ÁÌÇÏÒÉÔÈÍ ÏÆ ÔÈÅ ÒÅÁÃÔÉÏÎÓȭ ÏÕÔÃÏÍÅ and generate the next set 

of reaction conditions.  

 

 

Figure 28: (Top) This illustrates the flow reactor setups for the self-optimisation of the solvated 
routes (a-d), where a reaction concentration of 0.01 M (DiEHA in the reactor) was maintained. All 
reagents in black text are used in all setups, whilst the colour coded reagents refer to the setups 
for each specific route as defined in Figure 26: Four synthetic pathways to DEHiBA, (a-f) are the 

different routes that have been investigated in this work, where routes (c-e) represent one 
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synthetic pathway but with different solvent systems. and the dashed boxes atop the setups. 
(Bottom) The solvent-free routes (e) and (f) were set up as illustrated, utilising solvent dilution 

pumps to enable quantitative online analysis. 

2.4 Results and Discussion  

2.4.1 Overview of Optimisations and Comparisons  

This work compares routes (a-f) using the process metrics Yield, RME, STY, and reagent cost 

throughout. It is improbable that one route and condition will provide the lowest cost whilst 

maximising yield, RME, and STY, therefore conditions that minimise trade-offs between key 

process metrics are optimal for scale-up. This section provides an overview of how each route has 

been optimised, whilst the parameter bounds for each optimisation are detailed in Chapter 6.1. 

The solvated routes (a-d) were optimised at 0.01 mol dm-3 of DEHiBA to minimise chemical 

consumption and facilitate fair comparison between routes due to the effect of concentration on 

STY, a concentration limitation with route (b) defined the reaction concentration for (a-d). In 

Figure 29, the minimum residence time was limited to 0.5 minutes for ease of STY comparison 

between routes (a-d). Maximum/minimum theoretical limits for each route are defined in the 2D 

metric comparison plots. 

As the ultimate driving force behind this work was to identify a cost-effective process to 

synthesise DEHiBA on demand, RME was utilised as the optimisation objective to achieve this. 

Simply minimising the amount of reagent used whilst maximising the amount of product meant 

that the algorithm located low reagent costs per mole of DEHiBA formed, omitting changes in 

reagent cost over time. The low cost of iBA added complexity to this for route (f), therefore reagent 

cost was instead minimised during this optimisation. Maximising STY was another key objective 

for this work due to its large role to play in the economics of a manufacture process.  
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Each optimisation utilised Latin hypercube sampling to initiate the optimisation,62 following 

this Bayesian optimisation was employed to maximise yield for (a-e) to ensure setup and 

parameter space feasibility.48, 53, 63 The core optimisation for each route was facilitated by the 

Thompson Sampling Efficient Multi-objective Optimisation (TSEMO) algorithm to maximise STY 

and RME or reagent cost.55,64-68 

The discussion for each route focusses on comparing the RME, STY Pareto fronts, reagent costs, 

and product yield to aid identification of optimum conditions. Comparisons of key process metrics 

for the different routes are illustrated by Figure 29, whilst Figure 30 compares the RME relative 

to the conditions explored for each route. STY, yield, and reagent cost, plots in the format of Figure 

30 can be found in Chapter 6.1 with additional process data such as Table S2. 

 

2.4.2 Route (a) : Synthesis from Isobutyryl Chloride   

The most common synthetic route to DEHiBA found in the literature employs isobutyryl 

chloride (iBCl),40, 41, 69-71 as a highly reactive starting material capable of yielding the product in a 

single step (Figure 26). The prevalence of this route meant that route (a) was the obvious starting 

point for this research. This chemistry was transitioned into continuous flow and optimised for 

comparison with the other routes in this work. Concerns with the environmental footprint, 

reactivity and toxicity of iBCl when considering scale-up are unfavourable. Additionally , the 

demanding safeguards required could heighten the cost of this route and burden plant design 

compared to alternative routes. Beneficially however, the utilisation of continuous flow here 

improves process safety via enhanced process control and improved heat transfer properties, 

enabling greater regulation of exothermic, runaway reactions.  
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The reaction screening of route (a) was trialled in batch prior to a transition to continuous flow 

to verify the suitability of the reaction. Incompatibility issues were encountered with the majority 

of common laboratory solvents due to the precipitation of triethylamine hydrochloride, this forced 

the adoption of chloroform to solubilise this salt and ensure homogeneity. Again, this further 

reduced the desire to implement this route for large-scale manufacture due to the environmental 

drawbacks of chloroform.72, 73  

Multiple flow setups were investigated for the optimisation of route (a) (Figure S7), however 

the setup detailed in Figure 28 proved most suitable, with many conditions reaching the maximum 

theoretical STY (374 g L-1 h-1) which is largely limited by the residence time range specified, and is 

thus the upper limit for all three solvated routes, but falling slightly short of the maximum 

theoretical RME (69.4%). The fast reaction kinetics for this route granted almost no trade-off 

between RME and STY (Figure 29), whereby the data formed a right angle along a STY of 374 g L-1 

h-1 and an RME of 65% (Table 2). No trade-off was observed beyond 300 g L-1 h-1, however a gain 

in RME to 68% was observed around 280-300 g L-1 h-1, this equated to a reduction in reagent cost 

from £37 mol-1 to £35 mol-1 but at the loss of 70-90 g L-1 h-1. This breakthrough in RME was 

achieved with sub stoichiometric equivalents of iBCl and triethylamine at 150 °C. The preference 

for short residence times was clear, with product yield typically diminishing as residence time 

increased, likely due to the increased exposure of iBCl to elevated temperature. Ultimately this 

benefitted reaction performance due to minimal trade-off between these key process metrics.  

It was observed that the minimum residence time of 0.5 minutes limited the performance of 

route (a), therefore shorter residence times as low as 12 seconds were explored. This again 

resulted in product yields up to 99+%, no loss in RME, and product throughputs up to 944 g L-1 h-1 

(Figure S9). This further highlights the rapid reaction kinetics of route (a) even at 0.01 mol dm-3. 
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These shorter residence times also provided minor performance improvements, with RMEs of 

66% even at 900+ g L-1 h-1, potentially due to the reduced exposure of iBCl to elevated temperature.  

 

 

Figure 29: Space-time yield and reagent cost vs reaction mass efficiency data demonstrating 
Pareto fronts for the solvated routes (a)  , (b)  , & (c) ᴖ , where the dashed lines indicate the 

maximum theoretical limits for the respective process metrics. 

Six promising reaction conditions have been identified as candidates for scale up in Table 2. 

The most cost-effective condition, £35 mol-1 equated to the optimum RME of 67.8%, and a STY of 
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285 g L-1 h-1, whilst the best STY and RME at 374 g L-1 h-1 and 64.8% respectively required just 

35 °C, and a slight excess of iBCl and triethylamine. The lowest cost per mole of DEHiBA for this 

route was identified to be £35 mol-1. This reaction appears to be kinetically limited at 35 °C due to 

the need for greater equivalents to achieve similar performance to reactions beyond 100 °C. 

Whereas the final two conditions at 12 second residence times demonstrate some loss in 

performance due to the short reaction time despite temperatures well in excess of 35 °C. 

Table 2: Four optimum conditions identified via the Pareto fronts in Figure 29 of route (a), 
whilst the last two were found to be optimal for 0.2 minute residence time conditions. The colour 

coding is used for ease of comparison between the performance metrics for each route where 
green illustrates better performance than red. 

 

In summary, route (a) demonstrates fast reaction kinetics at this concentration, favouring 

shorter residence times with optimal temperature depending on the available equivalents of iBCl 

and triethylamine (Figure 30). High yields were achieved throughout the optimisation and the 

insignificant trade-off between RME and STY provided hard to beat process metrics at this 

concentration, thus route (a) is a convenient and effective route for the lab scale synthesis of 

DEHiBA. Nevertheless, the hazards and halogenated nature of iBCl and chloroform introduce 

avoidable complications and concerns. Therefore, the following sections explore and optimise 

alternative routes to identify an optimised route to DEHiBA to improve access to large-scale 

reprocessing testing that is currently economically restrictive if purchasing ligands from 

commercial suppliers. 
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2.4.3 Route (b). The Coupling Reagent Approach: EDC.HCl 

Mediated Synthesis  

Coupling reagents are popular in the pharmaceutical industry for amide/peptide and ester 

formations, with their highly effective and robust nature seemingly outweighing their inherent 

atom inefficiency.74 This popularity is prevalent even for the large-scale manufacture of 

pharmaceuticals as highlighted by Dunetz et al.75 where popular coupling reagents like thionyl 

ÃÈÌÏÒÉÄÅȟ ρȟρȭ-carbonyldiimidazole (CDI) and 1-ethyl-3-(3-dimethylaminopropyl)carbodiimide 

hydrochloride (EDC.HCl) are discussed and compared. The dominance of EDC.HCl for amide bond 

formations in the pharmaceutical industry is largely due to its ease of purification and applicability 

to a broad range of substrates. These characteristics are beneficial for the successful manufacture 

of troublesome tertiary amides and may prove effective for the sterically bulky DEHiBA target in 

ÔÈÉÓ ÃÁÓÅȢ &ÕÒÔÈÅÒ ÔÏ ÔÈÅÓÅ ÂÅÎÅÆÉÔÓȟ 0ÆÉÚÅÒȭÓȭ ÐÕÂÌÉÃÁÔÉÏÎ ÄÉÓÃÕÓÓÉÎÇ ÁÍÉÄÅ ÂÏÎÄ ÆÏÒÍÁÔÉÏÎÓ ÉÎ 

continuous flow,76 identifies EDC.HCl as one of the few coupling reagents suitable for continuous 

flow. Therefore, route (b) was attempted and optimised in continuous flow to assess this 

alternative route to DEHiBA that starts with isobutyric acid (iBA), a more benign and cost-effective 

raw material than iBCl. 

Batch screening led to the adoption of acetonitrile (MeCN) as the reaction solvent due to 

comparatively good product yields and the limited solubility of EDC.HCl in most organic solvents 

.77 Solubility limitations with DiEHA required the inclusion of iBA to the reservoir to ensure 

homogeneity of the solution due to immiscibility of DiEHA and MeCN alone. Additive screening in 

batch led to the addition of 4-dimethylaminopyridine (DMAP) to the flow setup, as 5 mol% saw 

product yields rise from 50% to 99+% at room temperature. 

The optimisation of route (b) in continuous flow required the exploration of a wider equivalent 

ÒÁÎÇÅ ÔÏ ÒÏÕÔÅ ɉÁɊȟ ÁÓ Іς ÅÑÕÉÖÁÌÅÎÔÓ ÏÆ ÂÏÔÈ %$#Ȣ(#Ì ÁÎÄ É"! ×ÁÓ ÎÅÃÅÓÓÁÒÙ ÔÏ ÁÃÈÉÅÖÅ ÃÏÍÐÁÒÁÂÌÅ 
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product yields. This inefficient reagent excess was extreme when compared to a batch setup, 

whereby equimolar amounts of DiEHA, iBA and EDC.HCl, yielded almost complete conversion to 

DEHiBA, although a 6 hour reaction time was required. The setup also demonstrated a 

requirement for temperatures >75 °C, else little or no product formation for residence times as 

long as 10 minutes, whilst the best conditions showed a preference for >140 °C (Table 3). We 

hypothesise that the elevated temperature required by this setup encourages the formation of 

N-acylurea, an unwanted, unreactive by-product formed by the rearrangement of O-acylisourea 

(Scheme S3).78 This hypothesis was confirmed via kinetic batch studies, where an increase in 

temperature led to the loss of product yield (Figure S11).  

Table 3: Six optimum conditions identified via the Pareto fronts in Figure 29 of route (b). 

 

Although a number of competitive yields (>90%) were achieved here in continuous flow the 

typical requirement for large reagent excesses proved to be detrimental to the RME and hence 

results in an increased reagent cost for this route. The best RMEs (33-35%, 59% of the theoretical 

maximum) were achieved when using approximately 2 equivalents of EDC.HCl and iBA, this led to 

uncompetitive reagent costs as low as £77 mol-1. These poor RME and reagent cost metrics result 

in an uneconomic manufacture route with this setup.  

As it was unclear why an excess of iBA and EDC.HCl is needed in continuous flow but not in 

batch, further kinetic studies investigated the effect of concentration on the batch reaction. It was 

observed that over a concentration range of 0.15 to 0.01 mol dm-3, a drop in yield from 99+% to 
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42% was observed respectively (Figure S11). We hypothesise that this is due to the reduction in 

the rate of collision between DiEHA and the activated intermediate of iBA (O-acylisourea) as 

concentration reduces, whereas the rate of rearrangement from the O-acylisourea to N-acylurea is 

unaffected by this change and remains constant at the same temperature. Therefore, as 

concentration reduces, so too does the yield due to increased by-product formation. We expect 

that the RME would improve if this optimisation was conducted at a greater concentration. To 

improve the competitiveness of this reaction we focussed on increasing the reservoir 

concentration of EDC.HCl as this largely limited the reaction concentration. The addition of bases 

such as di-isopropyl ethylamine (DIPEA) resulted in a dramatic improvement in solubility of 

EDC.HCl, unfortunately this led to a 60-70% reduction in reaction yield in addition to further setup 

challenges. Consequently, attempts to increase the reaction concentration were abandoned and 

work progressed to routes (c-f) in hope these would provide competitiveness. Ultimately, the 

current flow setup limitations mean this reaction is better suited to batch chemistry if RME or 

reagent cost are important process metrics. 

Six conditions that exhibit the most promise for this route are detailed in Table 3. The lack of 

competitiveness of this route led to the pursuit of other synthetic routes before further continued 

on the optimisation of route (b) to increase the reaction concentration. The next route utilises 

isobutyric anhydride directly, removing the need for EDC.HCl. 

 

2.4.4 Routes (c) & (d). A Direct Route from Isobutyric 

Anhydride ɀ Acetonitrile and Hexane Solvated Reactions  

The direct combination of DiEHA and isobutyric anhydride (iBAnhydride) for the synthesis of 

DEHiBA is pursued here. Theoretically this synthetic pathway has the capability to outperform the 
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reagent cost and RME of routes (a) and (b), with the added benefits that iBAnhydride is a readily 

available, cost-effective reagent, with reduced hazards relative to iBCl whilst also being ideal for 

continuous flow due to the enhanced heat transfer that facilitates the control of exothermic 

reactions. Though it should be noted that for each equivalent of iBAnhydride consumed an 

equivalent of iBA is produced, burdening the purification process.  

Preliminary batch studies were limited due to the nature of the exothermic, runaway reactions. 

No solubility issues were encountered unlike routes (a) and (b), opening the reaction to a range of 

solvents and facilitating a quick transition of this reaction to continuous flow. The diverse solvent 

compatibility of this reaction enabled the pursuit of two optimisation setups to evaluate the effect 

of solvent on this chemistry. 

 Acetonitrile and hexane, routes (c) and (d) respectively were chosen as the solvents for this 

comparison. The optimisation of route (c) showcased excellent conversion even at low equivalents 

ɉЃςɊȟ ×ÉÔÈ ÎÅÁÒÌÙ ÈÁÌÆ ÏÆ ÔÈÅ ρρφ ÃÏÎÄÉÔÉÏÎÓ ÁÔÔÁÉÎÉÎÇ ÙÉÅÌÄÓ Іω0%. The best conditions for RME 

and reagent cost exhibited a distinct preference for 100-130 °C, low iBAnhydride equivalents 

(1.0-1.8), and longer residence times (up to seven minutes). Shorter residence times were typically 

poorer yielding unless combined with greater equivalents, though this largely reduced the RME 

and added cost for the price of improving productivity. Consequently, this gave rise to a significant 

trade-off between RME and STY for this route, a stark contrast to route (a). In this case the cost for 

improving the STY dramatically reduces the RME, for example a maximum RME of 70.4% at a STY 

of 24 g L-1 h-1, reduced dramatically to 45.6% for a minor increase in STY to 51 g L-1 h-1or an RME 

of 26.5% to achieve a STY of 326 g L-1 h-1. This trade-off was uncompetitive with route (a), as 

illustrated in Figure 29, if both productivity and cost are valued as important.  
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Route (c) is however the most cost-effective manufacture route to DEHiBA with reagent costs 

as low as £26 mol-1. Still, a reasonable STY is necessary for continuous large-scale manufacture to 

be viable. Therefore, this setup requires further optimisation before it can be scaled up.  

Six of the best conditions for route (c) are defined in Table 4 covering a range of performance 

metrics for a more holistic understanding of this route. The trade-off between RME and STY is 

further emphasised by this data, whilst the high temperature and equivalent dependence for 

improved STY is best highlighted by this data. 

Table 4: Six optimum conditions identified via the Pareto fronts in Figure 29 of route (c). 
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Figure 30: Six 4/5D plots demonstrating the reaction mass efficiency for routes (a-f), the 
synthetic route for each is defined above the plots for ease of comparison. A consistent colour bar 
is illustrated throughout, ranging between 0 80%, whilst the x, y, z and size ranges are subject to 
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the parameter space for each optimisation, finally a reduced dataset has been presented for 
clarity. Whilst Figures S2-4 in Chapter 6.1 illustrate reagent cost, space-time yield and DEHiBA 

yield respectively for these reactions. 

The second optimisation of this synthetic pathway utilised hexane as the solvent (route (d)) to 

improve process understanding in an attempt to improve the RME, STY Pareto front. Solvent often 

plays a highly influential role in promoting and controlling chemical reactions,79,80 such as 

influencing key process metrics like cost and purity. Therefore, the understanding of solvent effect 

on a given reaction is of great interest for process optimisation and cost minimisation. In this case 

the change in solvent results not only results in a shift in the conditions required to achieve the 

optimum RME but also a difference in the optimum RME. Figure 30 illustrates this change, through 

the difference in optimal conditions for RME whereby the reaction in hexane (route (d)) favours a 

lower temperature of 70 °C to achieve the optimum RME of 62.4% for this optimisation, whereas 

higher temperatures are favoured when using acetonitrile and this results in a greater RME of 

70.4%. The optimisation of route (d) was completed in less than 48 hours, emphasising the power 

of self-optimising flow reactor platforms by relocating process optima for a new solvent system. 

Overall, routes (c) and (d) largely demonstrated similar trends for the process metrics of interest, 

with the exception of the difference in temperature preference between these routes. Route (d) 

did however underperform with respect to (c), potentially due to the reduced parameter space 

for the optimisation of route (d), although the STY, RME Pareto front trends are in agreement 

with one another (Figure  S15).   
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Table 5 defines six of the best performing conditions for route (d) for contrast with Table 4. 

Route (c) proves to be the most promising candidate to compete with route (a), therefore further 

optimisation of this route is needed to improve the productivity. 
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Table 5: Six optimum conditions identified via the Pareto fronts in Figure S15 of route (d). 

 

 

2.4.5 Comparison of Solvated Routes (a), (b), (c) and (d)  

To summarise the performance of routes (a-d), this section will briefly compare these routes. 

Route (a) demonstrated near perfect performance with little to no trade-off between RME and STY 

resulting in unmatched performance when considering all process metrics equally. Route (a) even 

proved highly successful for 12 second residence times, producing excellent product throughput 

given the concentration in addition to near perfect RME. The downfalls of route (a) arose from iBCl 

as it is around 3 times the price of iBAnhydride, limiting the reagent cost to £35 mol-1 whilst route 

(c) was capable of £26 mol-1. Further to this the hazards of iBCl outweighed those of iBAnhydride, 

these factors are of great importance when moving towards large-scale manufacture as they add 

cost and risk. Unfortunately however, the large trade-off between RME and STY for route (c) 

largely hinders its performance making it unfavourable to scale-up at this stage despite the low 

reagent cost involved with the synthesis. In an attempt to improve this the setup of route (c) was 

further optimised, the results of which led to route (e), a solvent-free synthesis that utilises the 

same synthetic pathway as routes (c) and (d) but with massive gains in concentration and hence 

reaction kinetics. Route (a) was not scaled up in a similar way due to the corrosive nature of the 

chemistry and safety concerns with these neat materials. 
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Route (b) was inspired by the pharmaceutical industry, with the hope that EDC.HCl would afford 

an alternative, competitive manufacture route to DEHiBA. Unfortunately, the performance of this 

route was far from competitive due to limitations of this chemistry in continuous flow and the 

current setup for this optimisation. The batch synthesis of route (b) was however very reagent and 

temperature efficient requiring little to no reagent excess for near complete conversion at room 

temperature, although 6 hour reaction times were necessary.  

 

2.4.6 Towards Scale-up: A Solvent-free Synthesis of Route (e)  

In an effort to enhance the performance and scalability of route (c/d), process intensification 

led to a productive and efficient solvent-free synthesis with close to perfect PMI, albeit 

disregarding purification. The flow setup was tailored towards the optimisation via the inclusion 

of solvent pumps following the reactor, a continuous manufacture platform would not need these 

(Figure 28). Undoubtedly, the elimination of solvent removes an element of process control in the 

form of a heat sink, however the excellent heat transfer of the tubular flow platform facilitates the 

pursuit of this chemistry. This undertaking carried too much risk in a batch reactor so was 

conducted in continuous flow to enable sufficient cooling after the reactor, this ensured a high level 

of control over the outlet temperature of the crude product measured to be 32 °C and no runaway 

reactions were observed even without solvent dilution.  

Initially the optimisation of this route was confined between 1-10 minute residence times, 

however this route now exhibited a preference for short residence times to achieve optimum 

performance, therefore this limit was extended to 0.5 minutes part way through the optimisation. 

Both these optimisations yielded excellent process metrics, demonstrating an extensive 

improvement over the solvated syntheses. The shift in optimisation parameters to 0.5 minute 
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residence times resulted in a STY improvement from 37.1 and 74.7 kg L-1 h-1, with RMEs of 72.2% 

and 72.6% respectively, plus reagent costs at £25 mol-1 (Table 6), demonstrating no loss in RME 

at these STYs. STY was the most notable improvement of route (e) over routes (c/d), this was 

achieved due to the greater reaction concentration and the preference towards shorter reaction 

times, a consequence of the concentration increase. 

Table 6: Five optimum conditions for (e) identified via the Pareto fronts in Figures 31 & 32. 

 

 A further illustration of the enhanced performance is the optimum RME of 77.5%, this equated 

to the lowest reagent cost per mole of DEHiBA at £23.60, and practically complete product 

conversion, with both RME and reagent cost also close to their theoretical maxima. A 2.7 minute 

residence time was however required for this, resulting in a STY of 14.7 kg L-1 h-1, a large 

improvement over route (c), but a far from the optimum STY. Advantageously, the STY, RME 

trade-off for route (e) presented a considerably different 2D profile to routes (c/d) ( Figure 31), 

due to the shift in preference to shorter residence times for optimum overall performance. This 

minimised the RME loss with increasing STY, but notably the trade-off was more pronounced at 

lower STY as demonstrated by Figure 30 with an RME loss of 5%. The minimisation of this trade-

off is highly desirable, facilitating an efficient, low cost, and highly productive manufacture route 

to DEHiBA.  
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Figure 31: Space-time yield vs reaction mass efficiency data with Pareto fronts for routes (e) Ǐ, 
and (f) x, with their maximum theoretical RME limits as dashed lines. 

The optimum conditions for this route were all identified above 100 °C, with roughly 

1 equivalent of iBAnhydride, and a variety of relatively short residence times. These conditions 

have led to process metrics that possess exceptional performance, with STY figures in the tens of 

kilograms per litre per hour in comparison with the solvated routes that were only capable of 

hundreds of grams per litre per hour. Finally, the RME here outperforms all other routes and 

provides a low reagent cost, with single reaction conditions capable of desirable RME and STY. 

The optimum RME and STY conditions were utilised in two continuous runs on the flow 

platform but without dilution solvent to manufacture 5 litres of crude DEHiBA without the 

presence of biphenyl. Yields were determined via an external standard to be 99.7% and 97.2% for 

the optimum RME of 77.5% and STY of 74.7 kg L-1 h-1 respectively throughout the 32 and 5 hour 

continuous runs. The slight improvement in yield led to an improvement in other process metrics, 

especially STY for the second run up to 75.8 kg L-1 h-1 however the PMIs are most noteworthy for 
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these runs at 1.29 and 1.36 g g-1 respectively due to the slight excess of iBAnhydride and 

elimination of solvent facilitating the lessened environmental impact of this process. 

 

 

Figure 32: Reagent cost and DEHiBA yield metrics vs reaction mass efficiency comparison plots 
for routes (a) , (b) , (e) Ǐ, and (f) x. 
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2.4.7 Route (f). Solvent -free Direct Thermal Amidation  

Route (f) is an alternative solvent-free route with the potential to achieve a RME of 94.4% and 

costs as low as £18.80 mol-1 due to the low cost of iBA, with water as the by-product of this 

coupling. Therefore, this direct thermal amidation was screened and optimised in the search for 

another competitive route to DEHiBA, especially as the solvent-free synthesis of route (a) 

presented unnecessary risks and precipitation issues that required the omission or replacement 

of triethylamine whilst not offering cost or RME improvements.  

Ideally the preparation of an amide bond would proceed through the direct coupling of 

carboxylic acid and amine, the only by-product being water. Unfortunately a large energy barrier 

must be overcome to achieve this, such as temperatures in excess of 150 °C. Often, such 

temperatures are too extreme and cause chemical degradation, thus limiting the applicability of 

this methodology, therefore this route is not common- practice for the creation of amide bonds.74 

In this work the stainless steel reactor tubing was pressurised to 210 bar to access temperatures 

up to 370 °C. This ensured that the reagents would not undergo a phase change to guarantee 

accurate residence times and reproducibility. 

Preliminary temperature screening in the continuous flow reactor identified minimal product 

formation below 250 °C, whilst temperatures above 370 °C required greater reactor pressure. The 

crude product from these reactions eluted at 25 °C despite reactor temperatures of up to 370 °C, 

whilst the emission of gas was noted after the final BPR (back pressure regulator) and was 

identified as gaseous carbon dioxide and propane, products of the degradation of iBA. Additional 

signals were observed during the analysis and were confirmed to be the thermal degradation 

products of DEHiBA: N-(2-ethylhexyl)isobutyramide and 3-methylheptane (Figure S19), the 

formation of which increased with relation to increasing temperature and residence time. This 
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degradation adds complexity to the purification of DEHiBA as this amide may interfere with the 

extraction of uranium. 

Two reactor volumes were employed for the optimisation of this route to explore a wide 

residence time range between 1 and 18 minutes. A wide equivalent range (1-5) proved necessary 

as the reaction demonstrated poor conversion at low iBA equivalents. Yields of up to 77.8% were 

achieved, with the highest yielding conditions proving to be the most cost effective at £27.20 mol-1, 

despite the need for 5 equivalents of iBA. The low reagent cost of iBA results in a lesser relationship 

between RME and reagent cost, instead reagent cost reduced with increasing yield. This difference 

is also due to the poorer conversions achieved by this route.  

Overall, route (f) performed poorly at the shortest residence times, with the best STY conditions 

requiring high equivalents of iBA and leading to poor yields, RMEs and reagent costs. 

Consequently, a large trade-off between STY and the other process metrics is apparent and largely 

affects the performance of this route. This chemistry demonstrates a preference for temperatures 

between 330 and 370 °C, with the best yields demanding 340-350 °C, roughly 5 equivalents of iBA, 

and a range of residence times between 5-13 minutes. Interestingly as the temperature neared 

370 °C, lower residence times granted better yields, likely due to the reduced thermal degradation 

of DEHiBA.  

Table 6 defines the best conditions for route (f), highlighting the best process metrics and 

conditions along the key Pareto-fronts. In conclusion, route (f) offers a reagent cost competitive 

route to DEHiBA, however the additional capital for equipment, heating and safeguards require 

significant consideration when comparing to other routes. Additionally, the poor STY of route (f) 

compared to route (e) results in an uncompetitive manufacture route despite the low reagent cost. 
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Table 7: Seven optimum conditions for (f) identified via the Pareto fronts in Figures 31 & 32. 

 

2.5 Conclusions 

This research has utilised an advanced, fast-paced approach to successfully optimise four 

synthetic pathways to DEHiBA in continuous flow, whereby a favourable manufacture route to 

DEHiBA has been identified for large scale manufacture. Initial optimisation work, routes (a-d), 

employed solvent to control these reactions and their concentration for fair cross-comparison. 

Pareto fronts for key process metrics were analysed and provided insight into the performance of 

each route by highlighting optimum and scalable reaction conditions. Routes (a) and (c) were most 

promising in the search for a cost-effective, scalable route to DEHiBA, whereas route (b) 

underperformed in continuous flow, and the solvent choice for route (d) resulted in performance 

loss compared to (c).  

Due to limitations and issues with route (a), route (c) was developed into route (e) via the 

mitigation of solvent, facilitated by the excellent heat transfer properties of tubular flow this 

enhanced all key process metrics, yielding a very desirable manufacture route. The increased 

reaction concentration and lower reagent cost of iBAnhydride in comparison to iBCl resulted in a 

route capable of manufacturing DEHiBA for just £23.60 mol-1 (not bulk costs), with product 

throughputs up to 75.8 kg L-1 h-1. Most advantageously, the trade-off between RME and STY has 

been suppressed due to the improved reaction kinetics, where only a 5% loss in RME is observed 

along the Pareto front, to contrast, route (c) suffers from a 44% loss. Notably, further process 
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optimisation of route (a) could improve competitiveness through base optimisation and reaction 

concentration, however this was not pursued here due to the increased risk and environmental 

footprint driving us away from this chemistry. The solvent-free process in route (e) has largely 

aided develop a cleaner more economical well-rounded and scalable manufacture route.  

Route (f) was designed and optimised as another solvent-free route to DEHiBA, possessing the 

potential to be the most cost effective and atom efficient route by directly coupling iBA and DiEHA 

with temperatures up to 370 °C and a pressure of 210 bar. Thermal degradation of iBA resulted in 

RME losses, whilst the relatively slow reaction kinetics resulted in uncompetitive STYs with route 

(e). Fortunately, the low cost of iBA afforded reagent costs as low as £27.20 mol-1, however the 

requirement for relatively  extreme operating conditions burdens the capital and operational cost, 

whilst the degradation products from the thermal amidation add further complexity to 

purification, thus scalability is less favourable. 

The methodology used to optimise these routes aids to improve access to specialist chemicals 

like DEHiBA to promote large-scale testing and advance the technology readiness level of advanced 

nuclear reprocessing technologies like GANEX. This methodology largely reduces process 

optimisation timelines and overall costs, whilst providing holistic understandings of each process 

in the lead up to large-scale manufacture. The application of this approach to other promising 

ligands for nuclear reprocessing will aid improve accessibility to these specialist molecules that 

require large scale testing in order to advance nuclear reprocessing so that a more diverse range 

of radionuclides can be recovered from used nuclear fuel in the future. In this work continuous 

flow has facilitated the safe exploration of these routes, with the large datasets gathered in this 

research available in Chapter 6.2 for further use by researchers, whereby alternative conditions 

may be preferred for their own synthesis of DEHiBA. 
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2.6 Future Work  

As this work focusses on improving economic and environmental metrics for the formation of 

DEHiBAs amide bond, future work should optimise the manufacture of DiEHA (di-(2-

ethylhexyl)amine) as this is the most costly starting material. Additionally, this work does not 

include purification work which will add cost and complexity to the manufacture, this work is 

investigated in the following chapter, Chapter 3 and provides a complete manufacture route for 

DEHiBA. 

Although this work highlights the capability of self-optimising flow platforms for chemical 

synthesis, DEHiBA is a simpler ligand with only one synthetic step required. Further work is 

needed to simplify telescoped, multi-step synthesis in continuous flow as this can be challenging 

to optimise in continuous flow, enabling ligands like TODGA to be more effectively optimised. It 

should be noted that this is not necessary for the synthesis of more complex ligands like TODGA, 

as each step could be optimised individually and then telescoped using optimum crude or purified 

material from the step before, however this could lead to less optimal conditions than if the 

telescoped synthesis was optimised. 
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нсΦ !Φ DŜƛǎǘΣ wΦ ¢ŀȅƭƻǊΣ /Φ 9ƪōŜǊƎΣ tΦ DǳƛƭōŀǳŘΣ DΦ aƻŘƻƭƻ ŀƴŘ {Φ .ƻǳǊƎΣ tǊƻŎŜŘƛŀ /ƘŜƳƛǎǘǊȅΣ нлмсΣ нмΣ 

нмуπнннΦ 

нтΦ WΦ aŀǊǘƛƴŜȊπ±ŀƭΣ tϧ¢ wƻŀŘƳŀǇ ǇǊƻǇƻǎŀƭ ŦƻǊ !ŘǾŀƴŎŜŘ CǳŜƭ /ȅŎƭŜǎ ƭŜŀŘƛƴƎ ǘƻ ŀ {ǳǎǘŀƛƴŀōƭŜ bǳŎƭŜŀǊ 

9ƴŜǊƎȅ π {ȅƴǘƘŜǎŜǎ wŜǇƻǊǘΣ 9ǳǊŀǘƻƳΣ нллуΦ 

нуΦ wΦ ¢ŀȅƭƻǊΣ ²Φ .ƻŘŜƭΣ [Φ {ǘŀƳŦƻǊŘ ŀƴŘ DΦ .ǳǘƭŜǊΣ 9ƴŜǊƎƛŜǎΣ нлннΣ мрΣ мпооΦ 

нфΦ !Φ wƻǳǘΣ YΦ ±ŜƴƪŀǘŜǎŀƴΣ aΦ !ƴǘƻƴȅ ŀƴŘ tΦ ±Φ wŀƻΣ {ŜǇŀǊŀǘƛƻƴ {ŎƛŜƴŎŜ ŀƴŘ ¢ŜŎƘƴƻƭƻƎȅΣ нлмсΣ рмΣ 

птпπпупΦ 

олΦ aΦ /ŀǊǊƻǘǘΣ !Φ DŜƛǎǘΣ ·Φ IŜǊŜǎΣ {Φ [ŀƴƎŜΣ wΦ aŀƭƳōŜŎƪΣ aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ DΦ aƻŘƻƭƻΣ !Φ ²ƛƭŘŜƴ 

ŀƴŘ wΦ ¢ŀȅƭƻǊΣ IȅŘǊƻƳŜǘŀƭƭǳǊƎȅΣ нлмрΣ мрнΣ мофπмпуΦ 

омΦ aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ /Φ {ƻǊŜƭΣ .Φ /ŀƳŝǎΣ LΦ .ƛǎŜƭΣ tΦ .ŀǊƻƴΣ 5Φ 9ǎǇƛƴƻǳȄΣ WΦ /ŀƭƻǊΣ /Φ ±ƛŀƭƭŜǎƻǳōǊŀƴƴŜΣ 

.Φ [ƻǊǊŀƛƴ ŀƴŘ aΦ aŀǎǎƻƴΣ нллфΦ 

онΦ wΦ ¢ŀȅƭƻǊΣ aΦ /ŀǊǊƻǘǘΣ IΦ DŀƭŀƴΣ !Φ DŜƛǎǘΣ ·Φ IŝǊŜǎΣ /Φ aŀƘŜǊΣ /Φ aŀǎƻƴΣ wΦ aŀƭƳōŜŎƪΣ aΦ 

aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ DΦ aƻŘƻƭƻΣ /Φ wƘƻŘŜǎΣ aΦ {ŀǊǎŦƛŜƭŘ ŀƴŘ !Φ ²ƛƭŘŜƴΣ tǊƻŎŜŘƛŀ /ƘŜƳƛǎǘǊȅΣ нлмсΣ нмΣ 

рнпπрнфΦ 

ооΦ WΦ 5ǊŀŘŜǊΣ DΦ {ŀƛƴǘπ[ƻǳƛǎΣ WΦ aΦ aǳƭƭŜǊΣ aΦ /Φ /ƘŀǊōƻƴƴŜƭΣ tΦ DǳƛƭōŀǳŘΣ [Φ .ŜǊǘƘƻƴΣ YΦ aΦ wƻǎŎƛƻƭƛπ

WƻƘƴǎƻƴΣ /Φ !Φ ½ŀǊȊŀƴŀΣ /Φ wŀŜΣ DΦ {Φ DǊƻŜƴŜǿƻƭŘΣ .Φ WΦ aƛƴŎƘŜǊΣ {Φ tΦ aŜȊȅƪΣ YΦ aŎ/ŀƴƴΣ {Φ DΦ 

.ƻȅŜǎ ŀƴŘ WΦ .ǊŀƭŜȅΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлмтΣ орΣ пулπпфрΦ 

опΦ !Φ [ŜƻƴŎƛƴƛΣ WΦ IǳǎƪŜƴǎ ŀƴŘ ²Φ ±ŜǊōƻƻƳΣ /ƘŜƳ {ƻŎ wŜǾΣ нлмтΣ псΣ тннфπтнтоΦ 

орΦ aΦ /ŀǊǊƻǘǘΣ YΦ .ŜƭƭΣ WΦ .ǊƻǿƴΣ !Φ DŜƛǎǘΣ /Φ DǊŜƎǎƻƴΣ ·Φ IŝǊŜǎΣ /Φ aŀƘŜǊΣ wΦ aŀƭƳōŜŎƪΣ /Φ aŀǎƻƴ ŀƴŘ 

DΦ aƻŘƻƭƻΣ {ƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ŀƴŘ ƛƻƴ ŜȄŎƘŀƴƎŜΣ нлмпΣ онΣ пптπпстΦ 

осΦ YΦ .ŜƭƭΣ /Φ /ŀǊǇŜƴǘƛŜǊΣ aΦ /ŀǊǊƻǘǘΣ !Φ DŜƛǎǘΣ /Φ DǊŜƎǎƻƴΣ ·Φ IŞǊŝǎΣ 5Φ aŀƎƴǳǎǎƻƴΣ wΦ aŀƭƳōŜŎƪΣ CΦ 

aŎ[ŀŎƘƭŀƴ ŀƴŘ DΦ aƻŘƻƭƻΣ tǊƻŎŜŘƛŀ /ƘŜƳƛǎǘǊȅΣ нлмнΣ тΣ офнπофтΦ 

отΦ wΦ ¢ŀȅƭƻǊΣ aΦ /ŀǊǊƻǘǘΣ IΦ DŀƭŀƴΣ !Φ DŜƛǎǘΣ ·Φ IŝǊŜǎΣ /Φ aŀƘŜǊΣ /Φ aŀǎƻƴΣ wΦ aŀƭƳōŜŎƪΣ aΦ 

aƛƎǳƛǊŘƛǘŎƘƛŀƴ ŀƴŘ DΦ aƻŘƻƭƻΣ tǊƻŎŜŘƛŀ /ƘŜƳƛǎǘǊȅΣ нлмсΣ нмΣ рнпπрнфΦ 
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оуΦ DΦ .Φ IŀƭƭΣ bΦ tΦ .ŜǎǎŜƴΣ tΦ wΦ ½ŀƭǳǇǎƪƛΣ 9Φ [Φ /ŀƳǇōŜƭƭΣ ¢Φ {Φ DǊƛƳŜǎΣ 5Φ wΦ tŜǘŜǊƳŀƴ ŀƴŘ DΦ WΦ 

[ǳƳŜǘǘŀΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлноΣ мπмфΦ 

офΦ DΦ .Φ IŀƭƭΣ 9Φ [Φ /ŀƳǇōŜƭƭΣ bΦ tΦ .ŜǎǎŜƴΣ ¢Φ wΦ DǊŀƘŀƳΣ IΦ /ƘƻΣ aΦ wƛǎŜƴIǳōŜǊΣ CΦ 5Φ IŜƭƭŜǊ ŀƴŘ DΦ WΦ 

[ǳƳŜǘǘŀΣ LƴƻǊƎŀƴƛŎ /ƘŜƳƛǎǘǊȅΣ нлноΣ снΣ стммπстнмΦ 

плΦ DΦ aΦ DŀǎǇŀǊƛƴƛ ŀƴŘ DΦ DǊƻǎǎƛΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ мфусΣ пΣ мнооπмнтмΦ 

пмΦ DΦ ¢ƘƛƻƭƭŜǘ ŀƴŘ /Φ aǳǎƛƪŀǎΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ мфуфΣ тΣ умоπунтΦ 

пнΦ bΦ /ƘŜǊƪŀǎƻǾΣ ¸Φ .ŀƛΣ !Φ WΦ 9ȄǇƽǎƛǘƻ ŀƴŘ 9Φ ±Φ wŜōǊƻǾΣ wŜŀŎǘƛƻƴ /ƘŜƳƛǎǘǊȅ ϧ 9ƴƎƛƴŜŜǊƛƴƎΣ нлмуΣ оΣ 

тсфπтулΦ 

поΦ .Φ [ƛƴΣ WΦ [Φ IŜŘǊƛŎƪΣ bΦ IΦ tŀǊƪ ŀƴŘ wΦ aΦ ²ŀȅƳƻǳǘƘΣ WƻǳǊƴŀƭ ƻŦ ǘƘŜ !ƳŜǊƛŎŀƴ /ƘŜƳƛŎŀƭ {ƻŎƛŜǘȅΣ 

нлмфΣ мпмΣ уфнмπуфнтΦ 

ппΦ /Φ WΦ ¢ŀȅƭƻǊΣ !Φ .ŀƪŜǊΣ aΦ wΦ /ƘŀǇƳŀƴΣ ²Φ wΦ wŜȅƴƻƭŘǎΣ YΦ 9Φ WƻƭƭŜȅΣ DΦ /ƭŜƳŜƴǎΣ DΦ 9Φ {ƳƛǘƘΣ !Φ WΦ 

.ƭŀŎƪŜǊΣ ¢Φ ²Φ /ƘŀƳōŜǊƭŀƛƴΣ {Φ 5Φ wΦ /ƘǊƛǎǘƛŜΣ .Φ !Φ ¢ŀȅƭƻǊ ŀƴŘ wΦ !Φ .ƻǳǊƴŜΣ WƻǳǊƴŀƭ ƻŦ Cƭƻǿ 

/ƘŜƳƛǎǘǊȅΣ нлнмΣ 5hLΥ млΦмллтκǎпмфумπлнлπллморπлΦ 

прΦ [Φ .ǳƎƭƛƻƴƛΣ CΦ wŀȅƳŜƴŀƴǘǎΣ !Φ {ƭŀǘǘŜǊȅΣ {Φ 5Φ ½ƻƴŘŀƎ ŀƴŘ ¢Φ bƻšƭΣ /ƘŜƳƛŎŀƭ wŜǾƛŜǿǎΣ нлнмΣ мннΣ 

нтрнπнфлсΦ 

псΦ {Φ [ŀƴƎƴŜǊΣ CΦ IŅǎŜΣ WΦ 5Φ tŜǊŜŀΣ ¢Φ {ǘǳōƘŀƴΣ WΦ IŀǳŎƘΣ [Φ aΦ wƻŎƘΣ ¢Φ IŜǳƳǳŜƭƭŜǊΣ !Φ !ǎǇǳǊǳπDǳȊƛƪ 

ŀƴŘ /Φ WΦ .ǊŀōŜŎΣ !ŘǾŀƴŎŜŘ aŀǘŜǊƛŀƭǎΣ нлнлΣ онΣ мфлтулмΦ 

птΦ aΦ /ƘǊƛǎǘŜƴǎŜƴΣ [Φ tΦ ¸ǳƴƪŜǊΣ CΦ !ŘŜŘŜƧƛΣ CΦ IŅǎŜΣ [Φ aΦ wƻŎƘΣ ¢Φ DŜƴǎŎƘΣ DΦ Řƻǎ tŀǎǎƻǎ DƻƳŜǎΣ ¢Φ 

½ŜǇŜƭΣ aΦ {Φ {ƛƎƳŀƴ ŀƴŘ !Φ !ǎǇǳǊǳπDǳȊƛƪΣ /ƻƳƳǳƴƛŎŀǘƛƻƴǎ /ƘŜƳƛǎǘǊȅΣ нлнмΣ пΣ ммнΦ 

пуΦ .Φ WΦ {ƘƛŜƭŘǎΣ WΦ {ǘŜǾŜƴǎΣ WΦ [ƛΣ aΦ tŀǊŀǎǊŀƳΣ CΦ 5ŀƳŀƴƛΣ WΦ LΦ aΦ !ƭǾŀǊŀŘƻΣ WΦ aΦ WŀƴŜȅΣ wΦ tΦ !ŘŀƳǎ ŀƴŘ 

!Φ DΦ 5ƻȅƭŜΣ bŀǘǳǊŜΣ нлнмΣ рфлΣ уфπфсΦ 

пфΦ bΦ IƻƭƳŜǎΣ DΦ wΦ !ƪƛŜƴΣ !Φ WΦ .ƭŀŎƪŜǊΣ wΦ [Φ ²ƻƻŘǿŀǊŘΣ wΦ 9Φ aŜŀŘƻǿǎ ŀƴŘ wΦ !Φ .ƻǳǊƴŜΣ wŜŀŎǘƛƻƴ 

/ƘŜƳƛǎǘǊȅ ϧ 9ƴƎƛƴŜŜǊƛƴƎΣ нлмсΣ мΣ оссπотмΦ 

рлΦ !Φ 5Φ /ƭŀȅǘƻƴΣ [Φ !Φ tƻǿŜǊΣ ²Φ wΦ wŜȅƴƻƭŘǎΣ /Φ !ƛƴǎǿƻǊǘƘΣ 5Φ wΦ IƻǎŜΣ aΦ CΦ WƻƴŜǎΣ ¢Φ ²Φ 

/ƘŀƳōŜǊƭŀƛƴΣ !Φ WΦ .ƭŀŎƪŜǊ ŀƴŘ wΦ !Φ .ƻǳǊƴŜΣ WƻǳǊƴŀƭ ƻŦ Cƭƻǿ /ƘŜƳƛǎǘǊȅΣ нлнлΣ млΣ мффπнлсΦ 

рмΦ IΦ [Φ /ŀǊǘŜǊΣ !Φ ²Φ /ƻƴƴƻǊΣ wΦ IŀǊǘΣ WΦ aŎ/ŀōŜΣ !Φ /Φ aŎLƴǘȅǊŜΣ !Φ 9Φ aŎaƛƭƭŀƴΣ bΦ wΦ aƻƴƪǎΣ !Φ YΦ 

aǳƭƭŜƴΣ ¢Φ hΦ wƻƴǎƻƴ ŀƴŘ !Φ {ǘŜǾŜƴΣ wŜŀŎǘƛƻƴ /ƘŜƳƛǎǘǊȅ ϧ 9ƴƎƛƴŜŜǊƛƴƎΣ нлмфΣ пΣ мсруπмстоΦ 

рнΦ !Φ aΦ {ŎƘǿŜƛŘǘƳŀƴƴΣ !Φ 5Φ /ƭŀȅǘƻƴΣ bΦ IƻƭƳŜǎΣ 9Φ .ǊŀŘŦƻǊŘΣ wΦ !Φ .ƻǳǊƴŜ ŀƴŘ !Φ !Φ [ŀǇƪƛƴΣ 

/ƘŜƳƛŎŀƭ 9ƴƎƛƴŜŜǊƛƴƎ WƻǳǊƴŀƭΣ нлмуΣ орнΣ нттπнунΦ 
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роΦ !Φ 5Φ /ƭŀȅǘƻƴΣ WΦ !Φ aŀƴǎƻƴΣ /Φ WΦ ¢ŀȅƭƻǊΣ ¢Φ ²Φ /ƘŀƳōŜǊƭŀƛƴΣ .Φ !Φ ¢ŀȅƭƻǊΣ DΦ /ƭŜƳŜƴǎ ŀƴŘ wΦ !Φ 

.ƻǳǊƴŜΣ wŜŀŎǘƛƻƴ /ƘŜƳƛǎǘǊȅ ϧ 9ƴƎƛƴŜŜǊƛƴƎΣ нлмфΣ пΣ мрпрπмррпΦ 

рпΦ aΦ LΦ WŜǊŀŀƭΣ bΦ IƻƭƳŜǎΣ DΦ wΦ !ƪƛŜƴ ŀƴŘ wΦ !Φ .ƻǳǊƴŜΣ ¢ŜǘǊŀƘŜŘǊƻƴΣ нлмуΣ тпΣ омруπомспΦ 

ррΦ tΦ aǸƭƭŜǊΣ !Φ 5Φ /ƭŀȅǘƻƴΣ WΦ aŀƴǎƻƴΣ {Φ wƛƭŜȅΣ hΦ {Φ aŀȅΣ bΦ DƻǾŀƴΣ {Φ bƻǘƳŀƴΣ {Φ ±Φ [ŜȅΣ ¢Φ ²Φ 

/ƘŀƳōŜǊƭŀƛƴ ŀƴŘ wΦ !Φ .ƻǳǊƴŜΣ wŜŀŎǘƛƻƴ /ƘŜƳƛǎǘǊȅ ϧ 9ƴƎƛƴŜŜǊƛƴƎΣ нлннΣ тΣ футπффоΦ 

рсΦ !Φ 5Φ /ƭŀȅǘƻƴΣ 9Φ hΦ tȅȊŜǊπYƴŀǇǇΣ aΦ tǳǊŘƛŜΣ aΦ CΦ WƻƴŜǎΣ !Φ .ŀǊǘƘŜƭƳŜΣ WΦ tŀǾŜȅΣ bΦ YŀǇǳǊΣ ¢Φ ²Φ 

/ƘŀƳōŜǊƭŀƛƴΣ !Φ WΦ .ƭŀŎƪŜǊ ŀƴŘ wΦ !Φ .ƻǳǊƴŜΣ !ƴƎŜǿŀƴŘǘŜ /ƘŜƳƛŜ LƴǘŜǊƴŀǘƛƻƴŀƭ 9ŘƛǘƛƻƴΣ нлноΣ снΣ 

ŜнлннмпрммΦ 

ртΦ hΦ WΦ YŜǊǎƘŀǿΣ !Φ 5Φ /ƭŀȅǘƻƴΣ WΦ !Φ aŀƴǎƻƴΣ !Φ .ŀǊǘƘŜƭƳŜΣ WΦ tŀǾŜȅΣ tΦ tŜŀŎƘΣ WΦ aǳǎǘŀƪƛǎΣ wΦ aΦ 

IƻǿŀǊŘΣ ¢Φ ²Φ /ƘŀƳōŜǊƭŀƛƴ ŀƴŘ bΦ WΦ ²ŀǊǊŜƴΣ /ƘŜƳƛŎŀƭ 9ƴƎƛƴŜŜǊƛƴƎ WƻǳǊƴŀƭΣ нлноΣ прмΣ моуппоΦ 

руΦ 5Φ CŀōǊȅΣ 9Φ {ǳƎƛƻƴƻ ŀƴŘ aΦ wǳŜǇƛƴƎΣ wŜŀŎǘƛƻƴ /ƘŜƳƛǎǘǊȅ ϧ 9ƴƎƛƴŜŜǊƛƴƎΣ нлмсΣ мΣ мнфπмооΦ 

рфΦ !Φπ/Φ .ŞŘŀǊŘΣ !Φ !ŘŀƳƻΣ YΦ /Φ !ǊƻƘΣ aΦ DΦ wǳǎǎŜƭƭΣ !Φ !Φ .ŜŘŜǊƳŀƴƴΣ WΦ ¢ƻǊƻǎƛŀƴΣ .Φ ¸ǳŜΣ YΦ CΦ 

WŜƴǎŜƴ ŀƴŘ ¢Φ CΦ WŀƳƛǎƻƴΣ {ŎƛŜƴŎŜΣ нлмуΣ осмΣ мннлπмннрΦ 

слΦ {Φ ±Φ [ŜȅΣ /ŀǘŀƭȅǎƛǎ {ŎƛŜƴŎŜ ϧ ¢ŜŎƘƴƻƭƻƎȅΣ нлмсΣ сΣ пстсπпсттΦ 

смΦ .Φ DǳǘƳŀƴƴΣ 5Φ /ŀƴǘƛƭƭƻ ŀƴŘ /Φ hΦ YŀǇǇŜΣ !ƴƎŜǿŀƴŘǘŜ /ƘŜƳƛŜ LƴǘŜǊƴŀǘƛƻƴŀƭ 9ŘƛǘƛƻƴΣ нлмрΣ рпΣ 

ссууπстнуΦ 

снΦ ±Φ wΦ WƻǎŜǇƘ ŀƴŘ ¸Φ IǳƴƎΣ {ǘŀǘƛǎǘƛŎŀ {ƛƴƛŎŀΣ нллуΣ мтмπмусΦ 

соΦ tΦ WƻǊŀȅŜǾΣ 5Φ wǳǎǎƻΣ WΦ 5Φ ¢ƛōōŜǘǘǎΣ !Φ aΦ {ŎƘǿŜƛŘǘƳŀƴƴΣ tΦ 5ŜǳǘǎŎƘΣ {Φ 5Φ .ǳƭƭ ŀƴŘ !Φ !Φ [ŀǇƪƛƴΣ 

/ƘŜƳƛŎŀƭ 9ƴƎƛƴŜŜǊƛƴƎ {ŎƛŜƴŎŜΣ нлннΣ нптΣ ммсфоуΦ 

спΦ 9Φ .ǊŀŘŦƻǊŘΣ !Φ aΦ {ŎƘǿŜƛŘǘƳŀƴƴ ŀƴŘ !Φ [ŀǇƪƛƴΣ WƻǳǊƴŀƭ ƻŦ Ǝƭƻōŀƭ ƻǇǘƛƳƛǎŀǘƛƻƴΣ нлмуΣ тмΣ плтπ

поуΦ 

срΦ {Φ ¢Φ YƴƻȄΣ {Φ WΦ tŀǊƪƛƴǎƻƴΣ /Φ ¸Φ ²ƛƭŘƛƴƎΣ wΦ !Φ .ƻǳǊƴŜ ŀƴŘ bΦ WΦ ²ŀǊǊŜƴΣ tƻƭȅƳŜǊ /ƘŜƳƛǎǘǊȅΣ нлннΣ 

моΣ мртсπмрурΦ 

ссΦ !Φ 5Φ /ƭŀȅǘƻƴΣ !Φ aΦ {ŎƘǿŜƛŘǘƳŀƴƴΣ DΦ /ƭŜƳŜƴǎΣ WΦ !Φ aŀƴǎƻƴΣ /Φ WΦ ¢ŀȅƭƻǊΣ /Φ DΦ bƛƷƻΣ ¢Φ ²Φ 

/ƘŀƳōŜǊƭŀƛƴΣ bΦ YŀǇǳǊΣ !Φ WΦ .ƭŀŎƪŜǊ ŀƴŘ !Φ !Φ [ŀǇƪƛƴΣ /ƘŜƳƛŎŀƭ 9ƴƎƛƴŜŜǊƛƴƎ WƻǳǊƴŀƭΣ нлнлΣ оупΣ 

мнооплΦ 

стΦ tΦ {ŀƎƳŜƛǎǘŜǊΣ CΦ CΦ hǊǘΣ /Φ 9Φ WǳǎƴŜǊΣ 5Φ IŜōǊŀǳƭǘΣ ¢Φ ¢ŀƳǇƻƴŜΣ CΦ DΦ .ǳƻƴƻΣ WΦ 5Φ ²ƛƭƭƛŀƳǎ ŀƴŘ /Φ hΦ 

YŀǇǇŜΣ !ŘǾŀƴŎŜŘ {ŎƛŜƴŎŜΣ нлннΣ фΣ нмлррптΦ 
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суΦ CΦ ²ŀƎƴŜǊΣ tΦ {ŀƎƳŜƛǎǘŜǊΣ /Φ 9Φ WǳǎƴŜǊΣ ¢Φ DΦ ¢ŀƳǇƻƴŜΣ ±Φ aŀƴŜŜΣ CΦ DΦ .ǳƻƴƻΣ WΦ 5Φ ²ƛƭƭƛŀƳǎ ŀƴŘ /Φ 

hΦ YŀǇǇŜΣ нлноΦ 

сфΦ /Φ aǳǎƛƪŀǎΣ LƴƻǊƎŀƴƛŎŀ /ƘƛƳƛŎŀ !ŎǘŀΣ мфутΣ мплΣ мфтπнлсΦ 

тлΦ 5Φ wΦ tǊŀōƘǳΣ DΦ wΦ aŀƘŀƧŀƴ ŀƴŘ DΦ aΦ bŀƛǊΣ WƻǳǊƴŀƭ ƻŦ wŀŘƛƻŀƴŀƭȅǘƛŎŀƭ ŀƴŘ bǳŎƭŜŀǊ /ƘŜƳƛǎǘǊȅΣ 

мффтΣ ннпΣ ммоπммтΦ 

тмΦ bΦ /ƻƴŘŀƳƛƴŜǎ ŀƴŘ /Φ aǳǎƛƪŀǎΣ {ƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ŀƴŘ ƛƻƴ ŜȄŎƘŀƴƎŜΣ мфууΣ сΣ мллтπмлопΦ 

тнΦ 5Φ wΦ WƻǎƘƛ ŀƴŘ bΦ !ŘƘƛƪŀǊƛΣ WΦ tƘŀǊƳΦ wŜǎΦ LƴǘΣ нлмфΣ нуΣ мπмуΦ 

тоΦ ¢Φ ²ŜƭǘƻƴΣ tǊƻŎŜŜŘƛƴƎǎ ƻŦ ǘƘŜ wƻȅŀƭ {ƻŎƛŜǘȅ !Υ aŀǘƘŜƳŀǘƛŎŀƭΣ tƘȅǎƛŎŀƭ ŀƴŘ 9ƴƎƛƴŜŜǊƛƴƎ {ŎƛŜƴŎŜǎΣ 

нлмрΣ птмΣ нлмрлрлнΦ 

тпΦ aΦ ¢Φ {ŀōŀǘƛƴƛΣ [Φ ¢Φ .ƻǳƭǘƻƴΣ IΦ CΦ {ƴŜŘŘƻƴ ŀƴŘ ¢Φ 5Φ {ƘŜǇǇŀǊŘΣ bŀǘǳǊŜ /ŀǘŀƭȅǎƛǎΣ нлмфΣ нΣ млπмтΦ 

трΦ WΦ wΦ 5ǳƴŜǘȊΣ WΦ aŀƎŀƴƻ ŀƴŘ DΦ !Φ ²ŜƛǎŜƴōǳǊƎŜǊΣ hǊƎŀƴƛŎ tǊƻŎŜǎǎ wŜǎŜŀǊŎƘ ϧ 5ŜǾŜƭƻǇƳŜƴǘΣ нлмсΣ 

нлΣ мплπмттΦ 

тсΦ .Φ [ƛΣ DΦ !Φ ²ŜƛǎŜƴōǳǊƎŜǊ ŀƴŘ WΦ /Φ aŎ²ƛƭƭƛŀƳǎΣ hǊƎŀƴƛŎ tǊƻŎŜǎǎ wŜǎŜŀǊŎƘ ϧ 5ŜǾŜƭƻǇƳŜƴǘΣ нлнлΣ 

нпΣ номмπномуΦ 

ттΦ 5Φ tǊŀǘΣ WΦ IŀȅƭŜǊ ŀƴŘ !Φ ²ŜƭƭǎΣ DǊŜŜƴ /ƘŜƳƛǎǘǊȅΣ нлмпΣ мсΣ прпсπпррмΦ 

туΦ /Φ ²ŀƴƎΣ vΦ ¸ŀƴΣ IΦπ.Φ [ƛǳΣ ·ΦπIΦ ½Ƙƻǳ ŀƴŘ {ΦπWΦ ·ƛŀƻΣ [ŀƴƎƳǳƛǊΣ нлммΣ нтΣ мнлруπмнлсуΦ 

тфΦ aΦ IΦ !ōǊŀƘŀƳΣ tΦ [Φ DǊŜƭƭƛŜǊΣ WΦπ[Φ aΦ !ōōƻǳŘΣ wΦ aΦ 5ƻƘŜǊǘȅ ŀƴŘ wΦ ²Φ ¢ŀŦǘΣ /ŀƴŀŘƛŀƴ WƻǳǊƴŀƭ ƻŦ 

/ƘŜƳƛǎǘǊȅΣ мфууΣ ссΣ нстоπнсусΦ 

улΦ ¢Φ ²Ŝƭǘƻƴ ŀƴŘ /Φ wŜƛŎƘŀǊŘǘΣ {ƻƭǾŜƴǘǎ ŀƴŘ ǎƻƭǾŜƴǘ ŜŦŦŜŎǘǎ ƛƴ ƻǊƎŀƴƛŎ ŎƘŜƳƛǎǘǊȅΣ WƻƘƴ ²ƛƭŜȅ ϧ {ƻƴǎΣ 

нлммΦ 
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Chapter 3  : Multi -Objective Bayesian Optimisation  of Continuous 

Purifications with Automated Phase Separation for On -Demand 

Manufacture of DEHiBA  

Thomas Shaw, Adam D. Clayton, Joseph A. Houghton, Nikil Kapur, Richard A. Bourne,* and Bruce 

C. Hanson 

3.1 Abstract  

The optimisation of purifications has received little attention in an era of machine-learning driven 

optimisation technologies that focus on synthesis, despite purifications being equally challenging 

and critical. This work utilizes lab-scale continuous purification equipment to automate the mixing 

and separation of phases for the purification of N,N-di-(2-ethylhexyl)isobutyramide (DEHiBA), a 

specialized ligand in demand for advanced nuclear reprocessing. Bayesian optimisation drove the 

purifications via feedback from HPLC and GC-FID quantitative analysis to maximize purity and 

product recovery via a weighted single objective. Batch purification screening found removal of 

N,N-di-(2-ethylhexyl)amine (DiEHA) to be problematic with aqueous only extractions, adding 

complexity to the purification. Three purification routes were optimized in continuous flow and 

compared for their efficacy after a single extraction stage. Optimisation of both product purity and 

recovery process metrics was crucial to identify optimum Pareto conditions. Product purities 

>95% were attainable for all routes, but the target of >99.9% was eluded after a single extraction 

in continuous flow. Product loss to the aqueous phase could be limited to <5%, but at the expense 

of product purity for all routes. Ultimately, a two-step process was devised from this work, 

employing a combination of water or 0.2 M nitric acid and acetonitrile to remove DiEHA and ~90% 

isobutyric acid, subsequent sodium bicarbonate extraction yielded >99.9% purity. 
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3.2 Introduction  

Product purification is a key step in chemical manufacture, particularly for highly selective, 

specialized pharmaceuticals and extractants. Whilst high purities are prioritized, other metrics like 

waste reduction, sustainability, and cost are factors that can be optimized alongside purity, 

attaining a similar product with a reduced impact.1 Publications that optimize processes focus on 

synthetic optimisation with purification optimisation escaping the spotlight.2,3 Purification 

screening and optimisation can be time consuming and labour intensive but can be overcome via 

the adoption of automation and machine-learning (Industry 4.0) for batch or flow processes.3,4 

Industrial batch chemistry traditionally involves discrete steps with intermittent transfer or 

storage of crude products and intermediates, often necessitating downtime for cleaning and 

preparation between batches.5 This not only limits productivity but increases the risk of human 

error and contamination.6 In contrast, flow chemistry facilitates the uninterrupted flow of 

reactants and products through reactors and purification equipment, resulting in constant product 

output.7 The nature of continuous processes boosts productivity whilst improving product quality 

and consistency, with the telescoping of multiple steps into a single platform enabling robust 

on-demand product manufacture.8 Despite recent advancements focusing on multi-step synthetic 

optimisation,9 optimized continuous purification has garnered lesser attention.10 Traditionally 

purification methods consume large volumes of solvents and aqueous phases to remove 

impurities, leading to poor process sustainability and economics.11 The application of machine-

learning algorithms to chemical purifications offers the possibility to improve multiple process 

metrics whilst yielding pure material.12,13 Self-optimizing purification platforms explored in this 

work provide opportunity to simplify and automate the optimisation of operating conditions 

reducing the cost and time required to develop profitable, sustainable, and effective industrial 

processes from start to end. 
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Liquid-liquid extraction is well-suited for continuous flow, and the development of lab-scale 

purification equipment,14 such as membrane separators and coalescing filtration,15, 16 presents 

new opportunities for streamlined chemical manufacture. Access to highly capable and scalable 

equipment facilitates the optimisation of process conditions in the lab before pilot-plant 

operations, reducing the cost and complexity. Advantageously liquid-liquid extractions in flow can 

be automated, requiring little human intervention, reduced equipment downtime, and no solid 

waste disposal costs. By adapting self-optimizing flow reactor platforms to incorporate continuous 

separation/purification equipment, the automated optimisation of purification routes and 

conditions is increasingly feasible. AD Clayton et al.17 has demonstrated the self-optimisation of an 

amine purification in continuous flow focusing on a single objective, purity, for this purification. 

To develop a balanced process, the work described herein optimizes product purity and recovery 

alongside sustainability, and economic process metrics. 

Optimized and telescoped continuous synthesis and purification promises enhanced efficiency, 

improved safety, reduced environmental impact, and greater scalability;18 Thus positioning 

continuous processes at the forefront in advancing the modern chemical industry, driving progress 

and innovation for the production of a wide range of chemical products. 

The complete on demand manufacture of DEHiBA is a crucial step towards improving the 

economics and accessibility to ligands for advanced nuclear reprocessing.19-22 Therefore, as 

previous work has optimized the synthesis of DEHiBA in continuous flow,22 this work aims to 

achieve a fully optimized and integrated process by optimizing the purification of crude DEHiBA. 

Thus, the optimized, on-demand manufacture of other ligands and chemicals can follow. The 

objective for these optimisations is to produce DEHiBA with >99.9% purity, recovering maximum 

product with minimal waste across the whole platform. By optimizing the purification of crude 

DEHiBA (the output material from the synthetic optimisation of DEHiBA22) for product purity and 
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recovery whilst minimizing aqueous waste, this work overcomes the challenge of multi-step 

process optimisation where early changes impact later steps. Ultimately, the optimum synthetic 

and purification conditions can then be combined into a single platform, yielding a complete and 

efficient continuous manufacture route to pure DEHiBA on demand, granting improved 

accessibility to large volumes of industrially relevant extractants with less economic burden. Key 

advantages of this work is the ability to telescope the synthesis into the purification, leading to the 

continuous manufacture of DEHiBA on demand. No challenges are expected from the telescoping 

of these process due to the repeatability of both processes from the high level of control that 

continuous flow offers. 

Additionally, insights gained from this work can be used to guide the development of 

purification (solvent wash) steps in nuclear reprocessing flowsheets to overcome challenges with 

removing fatty amines like DiEHA (N,N-di-(2-ethylhexyl)amine) or N,N-dioctylamine, typical 

degradation products of popular amide ligands like DEHiBA or TODGA 

(.ȟ.ȟ.ȭȟ.ȭ-tetraoctyldiglycolamide).23-27 

3.3 Experimental  

3.3.1 Chemicals and Crude Materials  

All compounds were used as received. Acetonitrile (MeCN; HPLC grade), biphenyl (99%), 

naphthalene (99%), sodium bicarbonate, and hexane were purchased from Fisher Scientific Ltd. 

Nitric acid (68%) was purchased from VWR Chemicals. Ethyl acetate was purchased from Merck 

Life Science UK Ltd. Sodium naphthalenesulfonate (99%) was purchased from Fluorochem. 

Two crude DEHiBA materials from chapter 2 (Figure S31) were purified in this work, batch 

work utilized the less pure (44%) DEHiBA obtained from high throughput synthetic conditions, 
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whilst the continuous flow work used purer (49%) DEHiBA from the reagent efficient synthesis. 

Compositions and synthetic conditions can be found in Chapter 6.2, Figure S31. 

3.3.2 Optimisation  Platform and Procedure  

The flow platforms are detailed individually in Chapter 6.2 and were setup as per Figure 33 for 

all optimisations, only the aqueous reservoir was changed between optimisations between nitric 

acid, water and sodium bicarbonate. Industrially available 2 mL fReactors (CSTRs) were used to 

mix the phases whilst a 2 mL coalescing separator was employed (chosen to minimise waste 

volumes whilst being large enough that phase separation can be maintained) to automate the 

phase separation via conductivity measurements and a needle valve connected to a servo motor 

(Figure  S24 and J. Daglish et al.16). The platform was controlled via a custom written MATLAB 

script, where the optimisation algorithms were also written and implemented. Automated multi-

point sampling facilitated online analysis: each experiment was allowed to stabilize over a total 

flow equal to eight times the volume of the entire platform to reach steady state (Figure S25); then 

the sampling valve was triggered, sampling the aqueous outlet to the HPLC initializing the analysis, 

after 3 minutes the sampling valve for the organic outlet was triggered, again sampling to the 

HPLC.18 Steady state and the performance of the separator was confirmed by testing identical 

conditions in batch and comparing to the results obtained in continuous flow for a variety of 

conditions. During this time samples of the organic phase were collected and quantified via GC-FID 

analysis. Process metrics were determined automatically from these chromatograms for feedback 

to the optimisation algorithm to generate the next batch of conditions. 



 

 
149 

 

Figure 33: The self-optimizing flow purification platform employed in this work to automate the 
optimisation of purification conditions. 

The concentration of DEHiBA in the aqueous and organic phases was quantified via online HPLC 

analysis using internal standards to determine volume changes and thus the loss of DEHiBA. 

Sodium naphthalenesulfonate (NSA) was used as the aqueous internal standard and was not found 

in the organic phase post extraction. As the starting materials and by-products are not UV-active 

their concentrations were quantified by GC-FID analysis, therefore organic samples were collected 

at steady state and diluted for GC-FID analysis using naphthalene as the external standard.  

Bayesian Optimisation with Adaptive Expected Improvement (BOAEI)18 was integrated for the 

closed-loop self-optimisation of chemical purification routes, identifying global optima in minimal 

experiments and thus minimal waste, time, and cost. This optimisation approach minimized 

periods of inactivity due to the time cost of GC-FID analysis, by suggesting new experiments in 

batches of four. 

A weighted objective was used with BOAEI to target high purity, low product loss conditions 

whilst avoiding excessive material consumption needed to explore the whole Pareto front, solving 
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this expensive-to-evaluate optimisation with minimal experiments. The weighted objective 

combines and normalizes purity and product loss metrics, favouring purities >95% and minimal 

product loss. The algorithm employs a Bayesian optimisation methodology utilizing Gaussian 

processes (GPs) as the surrogate models for the objective. The acquisition function uses adaptive 

expected improvement to balance exploration and exploitation. The algorithm was terminated 

once convergence on the optimum was realized or crude material was exhausted. 

 

3.4 Results and Discussion  

3.4.1 Purification Goals  

This work sets out to optimize the purification of crude products, specifically DEHiBA in 

continuous flow using Bayesian optimisation algorithms to optimize both product purity and 

recovery alongside minimizing the volume of aqueous waste. Ultimately, a product purity >99.9% 

is required but can be achieved whilst optimizing sustainability and economic process metrics. The 

automated extraction/separation equipment benefits economics further by reducing time and 

labor required for process optimisation. Batch purification screening was utilized to identify a 

suitable purification route to optimize in continuous flow. 

Preliminary purification work found the r emoval of DiEHA from the crude product proved 

challenging with an aqueous only liquid-liquid extraction. Overcoming this challenge led to 

product losses due to addition of acetonitrile to the aqueous phase, it was therefore paramount 

that both product purity and recovery were maximized in this work. Although it may be possible 

to achieve the desired purity in a single stage with a large volume ratio of aqueous to organic phase 

or other wasteful methods, the goal is to minimize waste, risk and thereby cost so limits for volume 

ratios were set for the optimisations (Table S17). 
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Ideally the optimum purification route here maximizes purity and product recovery, whilst 

minimizing the number of extraction stages/steps, cost, and waste. This work prioritizes 

maximizing product purity and recovery using the defined weighted objective and BOAEI to 

optimize a single stage/step, with minimal aqueous waste a secondary objective. This work only 

uses one stage to identify ideal conditions and compare routes to simplify the optimisation and 

minimize costs, but the incorporation of multiple stages and steps is calculable and can be verified.  

 

3.4.2 Batch Purification Screening  

Batch purifications were employed to screen a range of purification routes and conditions to 

develop a promising system that could be transitioned into continuous flow. The crude material 

used was collected from a 5-hour synthesis run using high throughput conditions identified in 

previous work, to yield 72 kg L-1 h-1 DEHiBA from iBAnhydride and DiEHA.22 The composition of 

the crude material before and after base extraction is quantified via GC-FID analysis (Tables 8 & 

S14), where purity is calculated using moles. The starting material has a 44% product purity with 

~1% DiEHA and 55% iBA. 
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Table 8: Comparison of batch purifications varying the amount of base and hexane 

 

As iBA is the major impurity, purification screening began with bases such as saturated sodium 

bicarbonate and 1 M sodium hydroxide. The volume ratio of crude DEHiBA to aqueous phase was 

varied for each extraction, and hexane was added as a variable to aid separation and compare 

performance. Hexane improved separation in all cases, reducing the separation time, though 

separation was possible without. Purifications with base targeted iBA removal, with little to no 

removal of DiEHA as expected. Saturated sodium bicarbonate was selected as a cheap, relatively 

benign reagent, for comparison with 1 M NaOH, a more powerful, but also more hazardous and 

corrosive base with a greater pH.  

1 M NaOH proved to be more volume effective, but both were only able to achieve purities 

<98%. Inclusion of hexane hindered iBA extraction when using NaOH, leading to a drop in product 

purity, but did not reduce product purity when using NaHCO3. Overall, the combination of NaHCO3 

and hexane was most promising, offering a benign, cost-effective route, with the addition of hexane 

improving phase separation reducing operational complexity. Alternative bases like methylamine, 

pyridine, and ammonium hydroxide were also screened but afforded no benefit (Table S15). To 

mol% 

iBA wrt

DEHiBA

mol% 

DiEHA wrt

DEHiBA

Purity 

(%)
Volume Ratio and Composition

125.42.944.0Crude DEHiBA

13.73.385.41:1           DEHiBA : sat. NaHCO3

0.02.497.61:2

0.02.497.61:3

16.62.384.11:1:1        DEHiBA : hexane : sat. NaHCO3

0.02.297.81:1:2

0.02.697.51:1           DEHiBA : NaOH

0.02.497.71:2

0.02.497.71:3

17.92.683.01:1:1        DEHiBA : hexane : NaOH

14.42.285.81:1:2
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improve purity to >99.9% a different purification route was needed to remove DiEHA and iBA, 

ideally in a single step to minimize complexity and cost.  

Next, DiEHA was targeted for its removal via acid extractions, this fatty amine oxidizes over time 

from colourless to yellow interfering with UV-Vis analysis a technique often employed to monitor 

and quantify uranium extraction.28-30 It was therefore paramount that this material be removed to 

avoid complications downstream when performance testing DEHiBA. An efficient methodology for 

DiEHA removal would also support reprocessing development. 1 M sulfuric acid, 2 M nitric acid, 

and saturated ammonium chloride were compared for the purification of crude DEHiBA 

(Table S16). However as nitric acid is already utilized in nuclear reprocessing and to avoid 

entrainment of ions like sulfate or chloride, as these are known to interfere with UV-Vis absorption 

of uranium(VI),31 nitric acid is the preferred acid for this work. Nevertheless, the performance of 

these acid must be assessed.  

Screening of these acids alone did not achieve the desired >99.9% purity, instead achieving up 

to ~76% purity via the extraction of iBA but not DiEHA. Removal of DiEHA was unexpectedly poor 

and did not improve when increasing the amount of acid, likely due to the insolubility of the fatty 

chains in the polar aqueous phase. Nitric acid performed best with 70-77% purities, whilst sulfuric 

acid and ammonium chloride produced purities between 64-71%, both benefitting from the 

inclusion of hexane, nitric acid purifications were seemingly unaffected by the presence of hexane 

here. Notably, no significant benefit was gained by increasing the volume of each acid present.  

To overcome this lack in performance and the poor extraction of DiEHA with acid alone, 

acetonitrile (MeCN) was incorporated into the aqueous phase, hoping to aid solubilize the greasy 

DiEHA and improve product purity. This study (Table S17) utilized the same acids, again with and 

without hexane, incorporating equal volumes of acetonitrile whilst increasing the amount of acid. 
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These extractions achieved up to 88% purity using nitric acid, MeCN and hexane, again with nitric 

acid outperforming the other acids that achieved a maximum of 80% purity for sulfuric acid and 

no significant improvement for ammonium chloride. For both nitric acid and sulfuric acid, lower 

acid content in the aqueous phase improved DiEHA removal.  

As nitric acid outperformed the other acids it proved to be most suitable for further 

investigation, this time increasing the ratio of MeCN to DEHiBA (Table 9). This work highlights the 

importance of the DEHiBA to MeCN ratio for extracting DiEHA where increased MeCN improves 

extraction, but increased nitric acid hinders DiEHA extraction. Additionally, the absence of hexane 

reduced the overall purity and extraction of DiEHA. Greater than 99.9% purity was achieved in a 

single step for the greatest ratios explored using equal volumes of crude DEHiBA, hexane, and 

nitric acid, but a large excess of MeCN (4x the volume of crude DEHiBA). These extractions 

removed DiEHA and iBA without the need for base, streamlining the process potentially to a single 

step, reducing process complexity.  

Table 9: Comparison of batch purifications varying the amount of acid, hexane, and the 
importance of acetonitrile. 

 

 Overall, nitric acid outperformed sulfuric acid and ammonium chloride even in the presence of 

acetonitrile, suggesting both nitric acid and acetonitrile facilitated the removal of iBA and DiEHA. 

The combination of hexane, acetonitrile and nitric acid benefitted the purification most, with 

mol% iBA 

wrt DEHiBA

mol% 

DiEHA wrt 
DEHiBA

Purity 

(%)
Volume Ratio and Composition

34.42.073.31:1:1      DEHiBA : MeCN : HNO3

29.92.275.71:1:2

28.92.376.21:1:3

22.51.081.01:2:1      DEHiBA : MeCN : HNO3

15.60.686.11:3:1

12.30.089.11:1:2:1   DEHiBA : hexane : MeCN : HNO3

5.10.095.21:1:3:1  

0.00.0100.01:1:4:1

0.00.0100.01:1:5:1
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hexane improving purity and separation. Ultimately, an excess of acetonitrile provided the best 

performance, facilitating the complete removal of DiEHA and iBA in a single step. Despite the 

obvious benefits acetonitrile provides, these extractions are now more complex due to increased 

solubility of DEHiBA in the aqueous phase leading to greater product losses. This added complexity 

lends itself to multi-objective optimisation where the trade-off between product purity and 

recovery can be minimized. 

3.4.3 Continuous Flow Purifications  

Following the identification of a single-step purification route in batch, focus moved to 

optimizing this system in continuous flow aiming to achieve similar performance and optimize 

process conditions. Ultimately, a purity >99.9% is required, whilst minimizing the loss of DEHiBA 

to the aqueous phase, ideally in a single step or with minimal steps/stages, minimizing aqueous 

waste and thus cost. 

The same crude product was used for these purifications for fair comparison (Figure S31), 

differing from the batch purifications with greater DEHiBA content and less impurity. DEHiBA 

makes up 49% of this material with 50% iBA and ~1% DiEHA as a molar composition. This crude 

DEHiBA was used as its synthesis was best suited for scale-up, being most cost effective.  

The nitric acid optimisations utilized BOAEI to maximize purity then moved to TSEMO to 

maximize purity and minimize DEHiBA loss, however TSEMO did not perform as intended, 

prioritising minimal product loss avoiding high purity conditions. Therefore, BOAEI was 

reintroduced, this time with the weighted objective which focused on identifying conditions of 

most interest with little product loss but maximum purity to more effectively solve this 

expensive-to-evaluate optimisation. BOAEI and the weighted objective were solely used for the 

water and sodium bicarbonate optimisations due to the improved efficacy. 
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3.4.3.1 Nitric Acid and Acetonitrile Purifications  

Nitric acid concentration was reduced from 2.0 M used in batch work, to 0.2 M for the initial 

purification optimisation in flow, reducing the risk associated with mixing nitric acid with organic 

materials. Purity and DEHiBA loss data for this optimisation is plotted across the design space in 

Figure 34, highlighting the effect of each variable. Purity benefitted most from high ratios of MeCN 

to crude DEHiBA, whilst nitric acid had minimal effect on purity besides providing phase 

separation, as low nitric acid ratios resulted in miscibility for certain organic, acetonitrile ratios 

(dark blue markers). To contrast, minimal DEHiBA loss favoured opposite trends, favouring lower 

acetonitrile to crude DEHiBA ratios, crucially increased nitric acid content hindered DEHiBA 

extraction. Product loss can therefore be minimized at high purity conditions by increasing nitric 

acid content.  

 

Figure 34: Purity and product loss across the parameter space for the optimisation with 0.2 M 
nitric acid and acetonitrile. 

Purity and product loss are the primary process metrics optimized in this work, however, the 

amount and composition of waste is detailed in Table 10 for comparison of relative cost and 

sustainability, allowing identification of balanced, yet optimum process conditions. For example, 
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the most optimal condition here only produces 94% pure DEHiBA after a single stage, however 

low product losses of 1.5% and comparatively low volumes of aqueous waste after a single stage 

yields optimum overall performance. The target purity of >99.9% is still feasible using this 

condition but would theoretically require at least three extraction stages, only losing ~5% DEHiBA 

overall. In comparison, conditions that yield 97.8% or even 98.6% purity lose 8-12% DEHiBA and 

>2 times the aqueous waste without achieving the desired purity in a single stage, justifying the 

importance of optimizing and comparing these metrics. 

Table 10: Performance metrics for the optimal conditions when using acetonitrile and 0.2 M 
nitric acid to purify crude DEHiBA. 

 

A similar optimisation was executed using 1.0 M nitric acid to understand and optimize the 

influence of nitric acid concentration. Purity and DEHiBA loss comparison, Figure 35 & S33 shows 

little difference between 0.2 M and 1.0 M nitric acid concentrations, with the optimum conditions 

highlighted using the weighted objective function as the colourbar for the 4D plot. Thus, indicating 

that the concentration of nitric acid has little effect on the purification in continuous flow for these 

conditions.  

Aqueous: 

Organic  

Ratio 

DEHiBA 

Loss 

(%)

Purity 

(%)

MeCN:HNO3

Flow Ratio

0.2 M HNO3

Flow Rate 

(mL min-1)

MeCN 

Flow Rate 

(mL min-1)

Crude 

DEHiBA 

Flow Rate 

(mL min-1)

6.61.594.01.085.0005.3871.575

7.82.395.41.155.0005.7461.370

5.79.995.92.262.5695.8031.481

12.19.697.41.644.0716.6590.888

14.58.897.81.464.2706.2390.727

15.18.597.81.414.4316.2260.705

21.212.798.61.344.7036.2910.518
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Figure 35: Comparing purity and product loss metrics for the purifications with 0.2 M and 1.0 M 
nitric acid using the weighted objective (defined in the methodology) as a visual aid, indicating 

the more optimal conditions. 

Both nitric acid concentrations are capable of 98-99% product purity, although product losses 

>9% are met above 96% purity and increase with higher purity as illustrated in Figure 35. By 

operating at 94-95% purity, product losses can be limited to 1-2%. Whereas by operating at 

97-98% purity 9-10% DEHiBA is lost per stage, which despite potentially requiring less extraction 

stages to achieve a product purity >99.9%, overall DEHiBA losses are greater. The performance of 

each condition must therefore be weighed up with the theoretical minimum number of extraction 

stages to achieve >99.9% purity before identifying optimum purification conditions and route. 

Further work with 0.2 M nitric acid proved this routes capability for removing greater 

quantities of DiEHA, as well as removal of iBAnhydride. This is highly desirable, as in the event of 

differing crude product composition from manufacture, this purification route is more than 

capable, though more extraction stages may be needed to achieve the desired purity. The nature 
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of this continuous process allows integration of inline and online process analytics to monitor 

purity, regularly ensuring product quality with less manual intervention reducing human error 

and risk. The process can therefore be understood and adjusted in real-time with this technology 

to account for any process upset.  

As it is unclear whether nitric acid is beneficial to the purification, the next optimisation 

employed water to replace the nitric acid instead of optimizing for nitric acid concentration. 

 

3.4.3.2 Evaluating the Need for Nitric Acid: Purifications with 

Water and Acetonitrile  

This purification exchanged nitric acid for deionized water, only using the weighted objective 

optimisation methodology to reach an optimum in fewer experiments saving time and waste. 

Visually, phase separation was less problematic with water, which advantageously is a cheaper, 

less hazardous material to store and use, thereby reducing operational and disposal costs. The 

water, acetonitrile waste stream offers simplified recovery and recycle of starting materials, 

by-products and solvents, lending to a greener, cleaner process, avoiding concerns with nitric acid, 

improving safety and sustainability whilst minimizing raw material cost. 

Purity and product loss trends from this optimisation were analogous to the nitric acid 

optimisations (Figure S35), with maximum purity favouring high acetonitrile to crude DEHiBA 

ratios, and seemingly independent of water. Again, the opposite was true for minimal product loss, 

favouring high crude DEHiBA to acetonitrile ratios, whilst water hindered product loss. As this 

optimisation explored the design space less than the nitric acid extractions, the data was modelled 

using a quadratic linear regression model (Figure S36) to better understand the interactions 
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between parameters and validate our understanding of this purification route. Overall, these 

models confirm the influence of water content on DEHiBA loss but no influence on the purity.  

The purity and product loss trade-off data for this purification route is overlaid with the data 

from the 0.2 M nitric acid purifications for comparison Figure 36; Similar performance is achieved 

between 94-96% purity yielding similar product losses, however maximum purity is reduced 

when using water, struggling to exceed 97%. For optimal overall performance 94-95% purity 

minimizes product losses to ~3% after a single extraction stage. The optimum conditions are 

highlighted in Figure S37 using the weighted objective function, seemingly requiring less MeCN 

compared to the nitric acid purifications. 

 

Figure 36: Comparing purity and product loss metrics for the purifications with water vs 0.2 M 
nitric acid using the weighted objective indicating the more optimal conditions. 
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Despite sustainability benefits of water over nitric acid these benefits are lessened by the 

greater volume of aqueous waste for the optimal conditions (Table 11) compared to the nitric acid 

purifications. For example, the optimum condition yields 94.9% product purity, losing ~3% 

DEHiBA but requiring three times the aqueous volume as the optimum nitric acid condition that 

produced 94% purity, losing ~1.5% DEHiBA. Again, the higher purity conditions here lose a 

greater percentage of DEHiBA, especially over 96% purity. Lower volumes of aqueous waste are 

possible but result in greater losses of DEHiBA so this must be assessed from a cost perspective.  

Table 11: Performance metrics for the optimal conditions when using acetonitrile and water to 
purify crude DEHiBA. 

 

Purities >99.9% are possible via both routes, though require multiple extraction stages to 

achieve this. Both routes performed best between 94-96% purity due to the trade-off with product 

loss causing product loss to increase significantly over 95-96% purity. As these conditions require 

the same number of extraction stages to achieve >99.9% purity, total product loss is important for 

identifying optimal conditions.  

In summary, water offers similar optimal trade-off performance between purity and product 

loss to the nitric acid purifications. To its benefit water is a more favourable reagent than nitric 

acid in terms of sustainability and safety. Nitric acid benefits from less aqueous waste for similar 
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purity and product losses, this must be weighed up against the cost and risk of nitric acid storage 

and disposal. Finally, the aqueous waste stream from the water purifications makes recycle of this 

phase simpler and likely more cost effective than disposal of the nitric acid waste stream. Both 

routes have benefits, particularly water being more risk averse than nitric acid, however, a cradle 

to grave economic analysis is needed to identify the most optimum route. 

 

3.4.3.3 Targeting iBA Removal: Sodium Bicarbonate and 

Acetonitrile Purifications  

Isobutyric acid (iBA) is the major impurity in the crude DEHiBA used, even after purification via 

the other routes. Purifications with sodium bicarbonate proved successful in batch with complete 

removal of iBA, but no removal of DiEHA. The addition of acetonitrile therefore hoped to yield 

>99.9% purity removing both DiEHA and iBA in fewer stages with less aqueous waste. Preliminary 

work with saturated sodium bicarbonate and acetonitrile proved challenging due to precipitation 

and blockages when combined. The concentration of sodium bicarbonate was reduced to 0.4 M to 

facilitate the mixing of this phase with acetonitrile without precipitation, the result being solubility 

until a 1:3 ratio of sodium bicarbonate to acetonitrile which then prompted precipitation. This was 

coded into the MATLAB optimisation code to avoid exceeding this, preventing blockages. Sodium 

bicarbonate was chosen over bases like sodium hydroxide due to being less hazardous and 

corrosive, plus similar solubility challenges were also faced with sodium hydroxide.  

As fewer experiments were conducted during this optimisation, due to limited crude material 

and a refined objective for the BOAEI algorithm, the purity data was modelled to verify the 

parameter interactions for this purification. Experimental work suggests (Figure 37, a) that 

sodium bicarbonate has a greater effect on product purity than water or nitric acid, promoting 
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aqueous solubility of iBA, with high product purities achievable even at low acetonitrile flow rates. 

The purity model, Figure S40 confirms the benefit of increased sodium bicarbonate content for 

product purity. Additionally, product loss is again hindered when aqueous (base) content 

increases, therefore this route is capable of high purities at low acetonitrile flow rates, reducing 

the trade-off between purity and product loss. 

This purification appears to better overcome the trade-off between purity and product loss 

(Figure 37, a-b), benefitting from the reduced acetonitrile content due to enhanced sustainability 

and lower cost even at high purity low product loss conditions. However, the reduction in 

acetonitrile content results in incomplete removal of DiEHA as illustrated in four dimensions 

alongside purity and product loss (Figure 37, c-d), an issue not encountered with the other 

purification routes. As a result, the observed optimal conditions do not completely extract DiEHA 

despite its low concentration. This is of great concern especially if the reaction yield falls during 

manufacture as this route may not be able to handle an increase in DiEHA resulting in an impure 

product even with multiple extraction stages. 

It is possible to operate at less optimal conditions that ensure DiEHA removal, however despite 

purities up to 99%, 9-10% product loss results in this route being comparable to the higher purity 

nitric acid purifications (Figure 37, e-f). Additionally, this route did not grant any reduction in 

aqueous waste with 0.2 M nitric acid generating less waste, though the cost for disposal of nitric 

acid may outweigh this difference in volume. The most optimal condition for this purification 

yields 96.9% purity with 0.7% product loss and less aqueous waste compared to the other 

conditions, though DiEHA is not completely removed and may require numerous stages for 

removal. Alternatively, for complete DiEHA removal 99% purity is possible but at the cost of 10% 

product loss and higher volumes of aqueous waste (Table 12).  
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Figure 37: Purity, product loss and DiEHA removal performance across the parameter space for 
the optimisation with 0.4 M sodium bicarbonate and acetonitrile (a-c) respectively. Comparison 

of these performance metrics using the weighted objective to highlight that the optimum Purities 
and product losses lead to incomplete removal of DiEHA (d). The bottom plots (e-f) compare the 

purity and product loss performance of this route to the other routes. 

 

(a) (b) 

(c) (d) 

(e) (f)  
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Table 12: Performance metrics for the optimal conditions when using acetonitrile and 0.4 M 
sodium bicarbonate to purify crude DEHiBA. 

 

Ultimately this route demonstrates promise for removing large quantities of iBA, but is let down 

by the lack of DiEHA removal, leading to the question as to whether acetonitrile is required for this 

step to achieve similar performance. Removal of acetonitrile from the purification would allow the 

removal of iBA as demonstrated in the batch purification work, preventing the extraction of 

DEHiBA, but not facilitating DiEHA removal, requiring an additional step before reaching the target 

purity.  

 

3.4.4 An Optimum Purification Route  

The optimisation of these purification routes has not identified a purification route capable of 

>99.9% purity in a single stage, yet all routes are capable of this target purity via multiple 

extraction stages. This has escalated the importance of minimizing product loss and aqueous waste 

to ensure optimal performance. By first using acetonitrile and water or 0.2 M nitric acid, the 

organic phase is then contacted with sodium bicarbonate to yield >99.9% product purity (Figure 

S41) avoiding a multi-stage purification that utilizes the same route and conditions. The second 

step of this route has not been optimized in this work but represents a successful proof of concept 

with no DEHiBA identified in the aqueous phase, limiting DEHiBA losses to 1-3% whilst achieving 
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>99.9% product purity. The purified products from the optimum purifications with water and 

0.2 M nitric acid were used in batch to achieve the target purity using an equal volume of saturated 

sodium bicarbonate. 

Alternatively, purifying with sodium bicarbonate first, followed by an acetonitrile and water or 

0.2 M nitric acid extraction to remove residual DiEHA and iBA could reduce aqueous waste and 

further minimize product loss, however this would require further testing and optimisation. 

Whereas the first proposed route is more readily implemented. 

 

3.5 Conclusion  

In summary, the development of lab-scale purification equipment for continuous flow, in this 

case a coalescing filter, has facilitated the development of a self-optimizing continuous purification 

platform that utilizes machine-learning and automation to test, develop, and optimize purification 

routes prior to pilot plant. This minimizes material consumption during the development of a 

suitable and optimized purification route, reducing complexity and labour. The optimisation of 

purification conditions is no less important than synthetic optimisation, improving overall process 

sustainability, economics and ultimately the final product.  

The crude DEHiBA used in this work is required to be at least 99.9% pure, requiring removal of 

iBA and DiEHA, also the degradation products of DEHiBA in nuclear reprocessing. Batch 

purifications found DiEHA troublesome to remove with a purely aqueous workup, which could 

cause problems for an industrial reprocessing flowsheet. This work compared three different 

purification routes in continuous flow, all employing acetonitrile and an aqueous phase (nitric acid, 

water, and sodium bicarbonate) to purify crude DEHiBA derived from optimum synthetic 

conditions identified in previously published work. The aqueous phases included two nitric acid 
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concentrations, water and 0.4 M sodium bicarbonate. All routes were capable of purities >95% up 

to 99%, however the minimization of product loss became an important objective with all routes 

capable of losing <3% but at the cost of purity. Sodium bicarbonate was most hindered resulting 

in poor DiEHA extraction or high product losses >9%. 0.2 M nitric acid marginally outperformed 

water for a single stage extraction losing less DEHiBA, 1.5% vs 3% and a third of the aqueous waste, 

at the minor cost of 1% purity. Unfortunately, nitric acid adds further complications and increases 

the cost of the aqueous waste compared to water adding complication to the decision.  

A multi-step purification platform has been devised for the purification of crude DEHiBA that is 

capable of <3% product loss and 99.9% product purity. Pure DEHiBA can be manufactured on 

demand using this platform, improving accessibility to this specialized ligand for uranium 

extraction. 

3.6 Future Work  

Next, the optimisation of a multi-stage or multi -step purification would be interesting to further 

optimise the system and achieve desired purities more easily. This system was planned to be 

telescoped to the synthetic continuous flow platform for the constant manufacture of purified 

DEHiBA, however, time did not allow completion of this work. Additionally , other purification 

routes would be investigated potentially eliminating the need for acetonitrile. The following 

chapter (4) tests the performance of purified and crude DEHiBA for the extraction of uranium(VI) 

to ensure the suitability of the manufacture route. Although the pure DEHiBA was not obtained 

from this continuous purification platform, similar chemicals were used to purify DEHiBA, so that 

the suitability of DEHiBA produced via these routes can be confirmed. Further work could work 

on minimising the volume of the coalescing separator or CSTRs to reduce material consumption 

further during process optimisation. 
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ǎȅƴǘƘŜǎƛǎ ŘŜƭƛǾŜǊŜŘ ōȅ ƳǳƭǘƛπƻōƧŜŎǘƛǾŜ ŎƭƻǎŜŘπƭƻƻǇ ƻǇǘƛƳƛǎŀǘƛƻƴΣ tƻƭȅƳ /ƘŜƳΣ нлннΣ моΣ мртсς

мрурΦ 

мп aΦ wΦ /ƘŀǇƳŀƴΣ aΦ IΦ ¢Φ YǿŀƴΣ DΦ YƛƴƎΣ YΦ 9Φ WƻƭƭŜȅΣ aΦ IǳǎǎŀƛƴΣ {Φ IǳǎǎŀƛƴΣ LΦ 9Φ {ŀƭŀƳŀΣ /Φ 

DƻƴȊłƭŜȊ bƛƷƻΣ [Φ !Φ ¢ƘƻƳǇǎƻƴ ŀƴŘ aΦ 9Φ .ŀȅŀƴŀΣ {ƛƳǇƭŜ ŀƴŘ ǾŜǊǎŀǘƛƭŜ ƭŀōƻǊŀǘƻǊȅ ǎŎŀƭŜ /{¢w ŦƻǊ 

ƳǳƭǘƛǇƘŀǎƛŎ ŎƻƴǘƛƴǳƻǳǎπŦƭƻǿ ŎƘŜƳƛǎǘǊȅ ŀƴŘ ƭƻƴƎ ǊŜǎƛŘŜƴŎŜ ǘƛƳŜǎΣ hǊƎ tǊƻŎŜǎǎ wŜǎ 5ŜǾΣ нлмтΣ нмΣ 

мнфпςмолмΦ 

мр !Φ !ŘŀƳƻΣ tΦ [Φ IŜƛŘŜǊΣ bΦ ²ŜŜǊŀƴƻǇǇŀƴŀƴǘ ŀƴŘ YΦ CΦ WŜƴǎŜƴΣ aŜƳōǊŀƴŜπōŀǎŜŘΣ ƭƛǉǳƛŘςƭƛǉǳƛŘ 

ǎŜǇŀǊŀǘƻǊ ǿƛǘƘ ƛƴǘŜƎǊŀǘŜŘ ǇǊŜǎǎǳǊŜ ŎƻƴǘǊƻƭΣ LƴŘ 9ƴƎ /ƘŜƳ wŜǎΣ нлмоΣ рнΣ млулнςмлулуΦ 

мс WΦ 5ŀƎƭƛǎƘΣ !Φ WΦ .ƭŀŎƪŜǊΣ DΦ ŘŜ .ƻŜǊΣ {Φ WΦ wǳǎǎŜƭƭΣ aΦ ¢ŀǳǎƛŦΣ 5Φ wΦ WΦ IƻǎŜΣ !Φ wΦ tŀǊǎƻƴǎΣ !Φ /ǊŀƳǇǘƻƴ 

ŀƴŘ bΦ YŀǇǳǊΣ ! /ƻŀƭŜǎŎƛƴƎ CƛƭǘŜǊ ŦƻǊ [ƛǉǳƛŘς[ƛǉǳƛŘ {ŜǇŀǊŀǘƛƻƴ ŀƴŘ aǳƭǘƛǎǘŀƎŜ 9ȄǘǊŀŎǘƛƻƴ ƛƴ 

/ƻƴǘƛƴǳƻǳǎπCƭƻǿ /ƘŜƳƛǎǘǊȅΣ hǊƎ tǊƻŎŜǎǎ wŜǎ 5ŜǾΣ нлнпΣ нуΣ мфтфςмфуфΦ 

мт !Φ 5Φ /ƭŀȅǘƻƴΣ [Φ !Φ tƻǿŜǊΣ ²Φ wΦ wŜȅƴƻƭŘǎΣ /Φ !ƛƴǎǿƻǊǘƘΣ 5Φ wΦ WΦ IƻǎŜΣ aΦ CΦ WƻƴŜǎΣ ¢Φ ²Φ 

/ƘŀƳōŜǊƭŀƛƴΣ !Φ WΦ .ƭŀŎƪŜǊ ŀƴŘ wΦ !Φ .ƻǳǊƴŜΣ {ŜƭŦπƻǇǘƛƳƛǎƛƴƎ ǊŜŀŎǘƛǾŜ ŜȄǘǊŀŎǘƛƻƴǎΥ ǘƻǿŀǊŘǎ ǘƘŜ 

ŜŦŦƛŎƛŜƴǘ ŘŜǾŜƭƻǇƳŜƴǘ ƻŦ ƳǳƭǘƛπǎǘŜǇ Ŏƻƴǘƛƴǳƻǳǎ Ŧƭƻǿ ǇǊƻŎŜǎǎŜǎΣ W Cƭƻǿ /ƘŜƳΣ нлнлΣ млΣ мффςнлсΦ 

му !Φ 5Φ /ƭŀȅǘƻƴΣ 9Φ hΦ tȅȊŜǊπYƴŀǇǇΣ aΦ tǳǊŘƛŜΣ aΦ CΦ WƻƴŜǎΣ !Φ .ŀǊǘƘŜƭƳŜΣ WΦ tŀǾŜȅΣ bΦ YŀǇǳǊΣ ¢Φ ²Φ 

/ƘŀƳōŜǊƭŀƛƴΣ !Φ WΦ .ƭŀŎƪŜǊ ŀƴŘ wΦ !Φ .ƻǳǊƴŜΣ .ŀȅŜǎƛŀƴ {ŜƭŦπhǇǘƛƳƛǎŀǘƛƻƴ ŦƻǊ ¢ŜƭŜǎŎƻǇŜŘ 

/ƻƴǘƛƴǳƻǳǎ Cƭƻǿ {ȅƴǘƘŜǎƛǎΣ !ƴƎŜǿŀƴŘǘŜ /ƘŜƳƛŜΣ нлноΣ морΣ ŜнлннмпрммΦ 

мф {Φ .ƻǳǊƎΣ !Φ DŜƛǎǘΣ WΦπaΦ !ŘƴŜǘΣ /Φ wƘƻŘŜǎ ŀƴŘ .Φ /Φ IŀƴǎƻƴΣ tŀǊǘƛǘƛƻƴƛƴƎ ŀƴŘ ǘǊŀƴǎƳǳǘŀǘƛƻƴ 

ǎǘǊŀǘŜƎȅ wϧ5 ŦƻǊ ƴǳŎƭŜŀǊ ǎǇŜƴǘ ŦǳŜƭΥ ǘƘŜ {!/{9{{ ŀƴŘ D9bLhw{ ǇǊƻƧŜŎǘǎΣ 9tW bǳŎƭŜŀǊ {ŎƛŜƴŎŜǎ ϧ 

¢ŜŎƘƴƻƭƻƎƛŜǎΣ нлнлΣ сΣ орΦ 

нл wΦ aŀƭƳōŜŎƪΣ 5Φ aŀƎƴǳǎǎƻƴΣ {Φ .ƻǳǊƎΣ aΦ /ŀǊǊƻǘǘΣ !Φ DŜƛǎǘΣ ·Φ IŞǊŝǎΣ aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ DΦ 

aƻŘƻƭƻΣ ¦Φ aǸƭƭƛŎƘ ŀƴŘ /Φ {ƻǊŜƭΣ IƻƳƻƎŜƴƻǳǎ ǊŜŎȅŎƭƛƴƎ ƻŦ ǘǊŀƴǎǳǊŀƴƛǳƳ ŜƭŜƳŜƴǘǎ ŦǊƻƳ ƛǊǊŀŘƛŀǘŜŘ 
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Ŧŀǎǘ ǊŜŀŎǘƻǊ ŦǳŜƭ ōȅ ǘƘŜ 9¦whπD!b9· ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ǇǊƻŎŜǎǎΣ wŀŘƛƻŎƘƛƳ !ŎǘŀΣ нлмфΣ млтΣ фмтς

фнфΦ 

нм aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ [Φ /ƘŀǊŜȅǊŜΣ /Φ {ƻǊŜƭΣ LΦ .ƛǎŜƭΣ tΦ .ŀǊƻƴ ŀƴŘ aΦ aŀǎǎƻƴΣ 5ŜǾŜƭƻǇƳŜƴǘ ƻŦ ǘƘŜ 

D!b9· ǇǊƻŎŜǎǎ ŦƻǊ ǘƘŜ ǊŜǇǊƻŎŜǎǎƛƴƎ ƻŦ DŜƴ L± ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭǎΦ 

нн ¢Φ {ƘŀǿΣ !Φ 5Φ /ƭŀȅǘƻƴΣ wΦ [ŀōŜǎΣ ¢Φ aΦ 5ƛȄƻƴΣ {Φ .ƻȅŀƭƭΣ hΦ WΦ YŜǊǎƘŀǿΣ wΦ !Φ .ƻǳǊƴŜ ŀƴŘ .Φ /Φ 

IŀƴǎƻƴΣ ! ǎŜƭŦπƻǇǘƛƳƛǎŜŘ ŀǇǇǊƻŀŎƘ ǘƻ ǎȅƴǘƘŜǎƛǎƛƴƎ 59Iƛ.! ŦƻǊ ŀŘǾŀƴŎŜŘ ƴǳŎƭŜŀǊ ǊŜǇǊƻŎŜǎǎƛƴƎΣ 

ŜȄǇƭƻƛǘƛƴƎ ǘƘŜ ǇƻǿŜǊ ƻŦ ƳŀŎƘƛƴŜπƭŜŀǊƴƛƴƎΣ wŜŀŎǘ /ƘŜƳ 9ƴƎΣ нлнпΣ фΣ пнсςпоуΦ 

но aΦ /ŀǊǊƻǘǘΣ YΦ .ŜƭƭΣ WΦ .ǊƻǿƴΣ !Φ DŜƛǎǘΣ /Φ DǊŜƎǎƻƴΣ ·Φ IŝǊŜǎΣ /Φ aŀƘŜǊΣ wΦ aŀƭƳōŜŎƪΣ /Φ aŀǎƻƴ ŀƴŘ 

DΦ aƻŘƻƭƻΣ 5ŜǾŜƭƻǇƳŜƴǘ ƻŦ ŀ ƴŜǿ ŦƭƻǿǎƘŜŜǘ ŦƻǊ ŎƻπǎŜǇŀǊŀǘƛƴƎ ǘƘŜ ǘǊŀƴǎǳǊŀƴƛŎ ŀŎǘƛƴƛŘŜǎΥ ǘƘŜ 

ά9¦whπD!b9·έ ǇǊƻŎŜǎǎΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлмпΣ онΣ пптςпстΦ 

нп {Φ ¢ŀŎƘƛƳƻǊƛ ŀƴŘ ¸Φ aƻǊƛǘŀΣ Lƻƴ ŜȄŎƘŀƴƎŜ ŀƴŘ ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴΣ нлмлΣ мфΣ мςсоΦ 

нр !Φ .ŀƪŜǊΣ !Φ CŜƭƭǎΣ aΦ WΦ /ŀǊǊƻǘǘΣ /Φ WΦ aŀƘŜǊ ŀƴŘ .Φ /Φ IŀƴǎƻƴΣ tǊƻŎŜǎǎ ƛƴǘŜƴǎƛŦƛŎŀǘƛƻƴ ƻŦ ŜƭŜƳŜƴǘ 

ŜȄǘǊŀŎǘƛƻƴ ǳǎƛƴƎ ŎŜƴǘǊƛŦǳƎŀƭ ŎƻƴǘŀŎǘƻǊǎ ƛƴ ǘƘŜ ƴǳŎƭŜŀǊ ŦǳŜƭ ŎȅŎƭŜΣ /ƘŜƳ {ƻŎ wŜǾΣ нлннΣ рмΣ офспς

офффΦ 

нс !Φ DŜƛǎǘΣ WΦπaΦ !ŘƴŜǘΣ {Φ .ƻǳǊƎΣ /Φ 9ƪōŜǊƎΣ IΦ DŀƭłƴΣ tΦ DǳƛƭōŀǳŘΣ aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ DΦ aƻŘƻƭƻΣ /Φ 

wƘƻŘŜǎ ŀƴŘ wΦ ¢ŀȅƭƻǊΣ !ƴ ƻǾŜǊǾƛŜǿ ƻŦ ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ǇǊƻŎŜǎǎŜǎ ŘŜǾŜƭƻǇŜŘ ƛƴ 9ǳǊƻǇŜ ŦƻǊ 

ŀŘǾŀƴŎŜŘ ƴǳŎƭŜŀǊ ŦǳŜƭ ǊŜŎȅŎƭƛƴƎΣ ǇŀǊǘ мτIŜǘŜǊƻƎŜƴŜƻǳǎ ǊŜŎȅŎƭƛƴƎΣ {ŜǇ {Ŏƛ ¢ŜŎƘƴƻƭΣ нлнмΣ рсΣ 

муссςмуумΦ 

нт 5Φ ²ƘƛǘǘŀƪŜǊΣ !Φ DŜƛǎǘΣ DΦ aƻŘƻƭƻΣ wΦ ¢ŀȅƭƻǊΣ aΦ {ŀǊǎŦƛŜƭŘ ŀƴŘ !Φ ²ƛƭŘŜƴΣ !ǇǇƭƛŎŀǘƛƻƴǎ ƻŦ 

ŘƛƎƭȅŎƻƭŀƳƛŘŜ ōŀǎŜŘ ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ǇǊƻŎŜǎǎŜǎ ƛƴ ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭ ǊŜǇǊƻŎŜǎǎƛƴƎΣ ǇŀǊǘ мΥ 

¢h5D!Σ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 9ȄŎƘŀƴƎŜΣ нлмуΣ осΣ нноςнрсΦ 

ну !Φ .ŀƪŜǊΣ !Φ CŜƭƭǎΣ ¢Φ {ƘŀǿΣ /Φ WΦ aŀƘŜǊ ŀƴŘ .Φ /Φ IŀƴǎƻƴΣ 9ŦŦŜŎǘ ƻŦ ǎŎŀƭŜπǳǇ ƻƴ ǊŜǎƛŘŜƴŎŜ ǘƛƳŜ ŀƴŘ 

ǳǊŀƴƛǳƳ ŜȄǘǊŀŎǘƛƻƴ ƻƴ ŀƴƴǳƭŀǊ ŎŜƴǘǊƛŦǳƎŀƭ ŎƻƴǘŀŎǘƻǊǎ ό!//ǎύΣ {ŜǇŀǊŀǘƛƻƴǎΣ нлноΣ млΣ оомΦ 

нф DΦ .Φ IŀƭƭΣ 9Φ [Φ /ŀƳǇōŜƭƭΣ bΦ tΦ .ŜǎǎŜƴΣ ¢Φ wΦ DǊŀƘŀƳΣ IΦ /ƘƻΣ aΦ wƛǎŜƴIǳōŜǊΣ CΦ 5Φ IŜƭƭŜǊ ŀƴŘ DΦ WΦ 

[ǳƳŜǘǘŀΣ 9ȄǘǊŀŎǘƛƻƴ ƻŦ bƛǘǊƛŎ !ŎƛŘ ŀƴŘ ¦ǊŀƴƛǳƳ ǿƛǘƘ 59Iƛ.! ǳƴŘŜǊ IƛƎƘ [ƻŀŘƛƴƎ /ƻƴŘƛǘƛƻƴǎΣ LƴƻǊƎ 

/ƘŜƳΣ нлноΣ снΣ стммςстнмΦ 

ол DΦ .Φ IŀƭƭΣ bΦ tΦ .ŜǎǎŜƴΣ tΦ wΦ ½ŀƭǳǇǎƪƛΣ 9Φ [Φ /ŀƳǇōŜƭƭΣ ¢Φ {Φ DǊƛƳŜǎΣ 5Φ wΦ tŜǘŜǊƳŀƴ ŀƴŘ DΦ WΦ 

[ǳƳŜǘǘŀΣ 9ȄǘǊŀŎǘƛƻƴ ƻŦ bŜǇǘǳƴƛǳƳΣ tƭǳǘƻƴƛǳƳΣ !ƳŜǊƛŎƛǳƳΣ ½ƛǊŎƻƴƛǳƳΣ ŀƴŘ ¢ŜŎƘƴŜǘƛǳƳ ōȅ 5ƛπόнπ
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9ǘƘȅƭƘŜȄȅƭύπLǎƻπ.ǳǘȅǊŀƳƛŘŜ ό59I ƛ .!ύ ŀǘ IƛƎƘ aŜǘŀƭ [ƻŀŘƛƴƎǎΣ {ƻƭǾŜƴǘ 9ȄǘǊŀŎǘƛƻƴ ŀƴŘ Lƻƴ 

9ȄŎƘŀƴƎŜΣ нлноΣ пмΣ рпрςрсоΦ 

ом 5Φ ±ƻǇłƭƪŀΣ YΦ ~ǘŀƳōŜǊƎΣ !Φ aƻǘƭ ŀƴŘ .Φ 5ǊǘƛƴƻǾłΣ ¢ƘŜ ǎǘǳŘȅ ƻŦ ǘƘŜ ǎǇŜŎƛŀǘƛƻƴ ƻŦ ǳǊŀƴȅƭςǎǳƭǇƘŀǘŜ 

ŎƻƳǇƭŜȄŜǎ ōȅ ¦±ς±ƛǎ ŀōǎƻǊǇǘƛƻƴ ǎǇŜŎǘǊŀ ŘŜŎƻƳǇƻǎƛǘƛƻƴΣ W wŀŘƛƻŀƴŀƭ bǳŎƭ /ƘŜƳΣ нлмлΣ нусΣ сумς

сусΦ 

Chapter 4  : Optimising Key Process Variables for the Extraction of 

Uranium with DEHiBA  

Thomas Shaw, Alastair Baker, Richard A. Bourne, Bruce C. Hanson* 

4.1 Abstract  

Hydrometallurgical nuclear reprocessing involves the selective extraction of radionuclides from 

an extremely radioactive and oxidising environment. This selectivity is controlled predominantly 

by the type of ligand used, whilst the process can be further refined through variables such as 

ligand (DEHiBA), nitric acid, and metal (uranium) concentration, the ratio of organic to aqueous 

phase (SA ratio) and temperature. This work firstly verifies the performance of DEHiBA 

manufactured via two different routes, comparing purities and how this affects the forward 

extraction of 0.10 M uranyl nitrate against commercially sourced DEHiBA and literature data. 

DEHiBA concentrations of 1.00 M and 1.50 M were investigated and compared for their 

performance across a range of SA ratios and nitric acid concentrations with uranium extraction 

efficiencies up to 90% and 80% achievable when using 1.50 M and 1.00 M DEHiBA respectively. 

Process intensification by operating at a four-fold increase in throughput of uranium led to some 

loss in extraction efficiency, down to 85% and 72% respectively although not detrimental given 

the increased throughput. This work highlights the influence of temperature on this extraction and 

the need to assess this variable prior to pilot plant or hot tests.  
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4.2 Introduction  

DEHiBA (N,N-di-(2-ethylhexyl)isobutyramide) is an organic ligand specifically designed for 

the selective extraction of uranium(VI) from irradiated nuclear fuel,1-3 with uses in advanced 

nuclear reprocessing such as the GANEX (Grouped ActiNide EXtraction) 1st cycle process 

(Figure 38),4 and more recently interest for HALEU (High Assay Low Enriched Uranium) 

production.5-7 This completely incinerable, CHON based ligand offers a proliferation resistant 

alternative process to the likes of PUREX (Plutonium, Uranium, Reduction, Extraction) which 

has used tri-n-butyl phosphate (TBP)8,9 for decades to recover uranium and plutonium.10-17 

The improved separation factor of DEHiBA facilitates the extraction of uranium devoid of 

plutonium, which can then be coextracted downstream with remaining actinides (minor 

actinides). These advantages paired with the supposedly less troublesome degradation 

products of DEHiBA lends this ligand to being of great interest to the nuclear industry.18 

 

 Figure 38: Simplified illustration of the GANEX 1st cycle process. 

GANEX promises to revolutionise nuclear reprocessing by providing a more secure and 

sustainable management option for used nuclear fuel. The initial recovery of uranium, with 

options to recover the remaining valuable materials such as the actinides substantially 

reduces the long-term radiotoxicity and volume of nuclear waste for disposal.19-21 Industrial 
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implementation of this technology requires concerted efforts from scientific and engineering 

research to regulatory and economic planning.20,22-24  

Until recently, literature investigating the extraction of uranium with DEHiBA has focussed 

on using 1.00 M DEHiBA as per the GANEX 1st cycle process,25-27 likely due to legacy 

concentrations for TBP, but also viscosity limitations when loaded with uranium. However, 

recent work from Pacific Northwest National Laboratory (PNNL), specifically G. B. Hall et al.6 

has investigated uranium(VI) extractions with 1.50 M DEHiBA to enhance uranium loading, 

improving process efficiency whilst maintaining minimal extraction of tri, tetra and 

pentavalent actinides, though issues with technetium extraction were faced. 

Despite global interest in DEHiBA, the technology readiness level of processes that utilise 

DEHiBA are behind that of the PUREX process and must address performance and safety 

criteria for DEHiBA to be implemented for nuclear reprocessing on an industrial level.28 This 

requires more published and/or in-house testing of DEHiBA with uranium and mock or 

irradiated nuclear fuel. To support this, the performance of DEHiBA across a range of 

conditions and equipment must be understood, however the cost of such tests is a limiting 

factor,29 with access to ligands limited to those that can afford to purchase these high-cost 

research materials. Such costs negatively impact advanced nuclear reprocessing flowsheets 

as the economics are even less favourable than the PUREX process due to the specialised 

nature and novelty.30 By achieving the necessary performance, safety and economic 

requirements, the nuclear industry can move towards a future where the efficient use and 

recovery of nuclear materials is balanced with the imperative of minimising environmental 

impact whilst enhancing global security.  
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Figure 39: Extraction performance of 1.00 M DEHiBA in a GANEX first-cycle hot test as reported 
by G. Modolo, A. Geist and M. Miguirditchian. 25 

Further testing of DEHiBA is needed to better understand the compatibility and 

performance of this ligand, whereby an optimised flowsheet can be implemented for the 

recovery of uranium. Few pilot plant scale tests employing DEHiBA have been published,31-33 

of these, the irradiated tests show promise, yielding >99.9% uranium recovery and good 

separation factors when using 1.00 M DEHiBA (Figure 39). Though the literature is sparse on 

research covering performance optimisation of DEHiBA for the extraction of uranium, it is 

essential that the effect of parameters like DEHiBA, nitric acid, and uranium concentration, 

organic (often referred to as solvent in this discipline) : aqueous phase ratio (SA ratio), 

temperature and the impact of impurities is understood. This work provides greater 

understanding of extraction conditions, screening DEHiBA and nitric acid concentrations 

across a range of SA ratios for a simple uranium(VI) only system, aiding to underpin more 

complex extractions and hot tests so that optimal process conditions can be rigorously tested. 

In these studies, we have used DEHiBA manufactured in-house via two routes from 

iBAnhydride (isobutyric anhydride) and the thermal amidation of iBA; (e) and (f) respectively, 

as described in previous work.29 We also compare the performance to commercially sourced 

DEHiBA to understand how uranium(VI) extractions with DEHiBA are affected by impurities 

and starting materials (potential degradation products) to ensure performance prior to pilot 
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plant extraction testing. Recent literature from PNNL,6 has also been used as a benchmark to 

verify the performance of our material to for the extraction of uranium(VI). 

 

4.3 Experimental  

4.3.1 Materials  

Uranyl nitrate hexahydrate (UO2(NO3)2.6H2O, 98ɀ102%) was procured by ABSCO Ltd., UK, from 

International Bio-Analytical Industries, Inc., Boca Raton, FL, USA. Nitric acid (>65%, Analytical 

Reagent, catalogue number 20429.320) were supplied by VWR International. n-dodecane and 

sodium hydroxide pellets were sourced from Sigma Aldrich. All commercially sourced materials 

were used without purification. DEHiBA from routes (e) and (f) were sourced from previous 

synthetic work.29 

 

4.3.2 DEHiBA Materials & Purities  

DEHiBA was manufactured for this work via two synthetic routes detailed by T. Shaw et al.29 

referred to as routes (e) and (f) illustrated by Scheme S7. 

The two crude materials, denoted as e56 and f23 were collected from a range of experimental 

conditions explored over the optimisation of each route, thus contain biphenyl as the internal 

standard and an array of impurities. Figures S42 & S43 detail the composition of each crude 

product, although the concentration of iBA and the degradation products from route (f) have not 

been determined. Purities were determined as weight percentages via gas chromatography-flame 

ionization detection (GC-FID) analysis to be 56-58% DEHiBA for crude e56 and 23-24% DEHiBA 

for crude f23, both containing biphenyl as the internal standard. The concentration of iBA was not 
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determined due to column contamination when calibrating with the GC-FID, resulting in non-linear 

calibration curves. The following purities have been determined by weight via GC-FID: 

Table 13: Quantified composition of the five DEHiBA materials studied. 
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These crude and purified DEHiBA materials were made to the desired concentration of DEHiBA 

by dilution in n-dodecane, using the quantified mass of DEHiBA present. 

 

4.3.3 Batch Purification of Crude e56 to Yield e99 DEHiBA  

The purity of the crude (e) material taken from a combination of >99 experiments of varying 

conditions when optimising route (e) was established to be 56-58% by weight and is henceforth 

referred to as e56. The crude e56 product was purified in batch via liquid-liquid extraction to yield 

pure DEHiBA for comparison when extracting uranium(VI). 

The crude e56 (300 g) was diluted in hexane (300 mL), then saturated sodium bicarbonate 

(300 mL) was added leading to a cloudy emulsion (3rd phase) that did not clear. Acetonitrile 

(300 mL) was added with methylamine (10 mL) to clear the emulsion and to aid removal of 

iBAnhydride. A subsequent wash with 0.1 M NaOH (300 mL) and acetonitrile (300 mL) with 
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methylamine (10 mL), and then a 1:1 water : acetonitrile wash (300 mL) clarified the organic phase 

yielding 160 g of 99% pure DEHiBA (Figure S44) by mass (residual biphenyl), this purified 

material is referred to as e99.  

The purified material (e99) was a colourless oil, with a density measured to be 0.85 g mL-1. Mass 

spectroscopy of e99 confirmed a molecular weight of 311.77 g mol-1 (Figure S22). 1H and 13C NMR 

(Figures S20 & S21) confirmed the purity of e99 against commercially sourced DEHiBA.  

 

4.3.4 Batch Purification of Crude f23 to Yield f88 DEHiBA  

The purity of the crude (f) material taken from a combination of >80 experiments of varying 

conditions when optimising route (f) was established to be 23-24% DEHiBA by weight and is 

henceforth referred to as crude f23. Degradation products like 3-methylheptane and the secondary 

amide of DEHiBA (N-(2-ethylhexyl) isobutyramide) are observed at 6.4 and 7.4 minute retention 

times (Figure S43) respectively from the thermal degradation of DEHiBA.  

The crude f23 (100 g) was diluted in hexane (100 mL), this was then washed with 0.1 M NaOH 

(2x 100 mL) with methylamine (2x 5 mL). The organic phase was then washed with acetonitrile 

(2x 50 mL), to yield an organic phase comprised largely of DEHiBA and DiEHA. To purify this 

material, 2.0 M nitric acid (4x 25 mL) and acetonitrile (4x 50 mL) washes led to a product purity 

of 87-90% by weight (Figure S45) and is referred to as f88.  
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4.3.5 Uranium(VI) Extractions, Analysis and Calibrations  

Stock aqueous uranyl nitrate solutions were made to the desired concentration (typically 0.1 M) 

using uranyl nitrate hexahydrate, and the respective nitric acid stock solution (2.0-6.0 M) in a 

volumetric flask.  

Extractions were performed by contacting the desired organic phase (crude or purified DEHiBA 

in n-dodecane) with an equal volume of desired nitric acid twice, over 3 hours at ambient 

conditions (15-22 °C), ensuring pre-acidification of the organic phase. The phases were then 

separated via centrifugation at 2500 rpm for 2 minutes and the organic phase was then contacted 

with the desired volume of uranyl nitrate solution, each extraction was mixed for an hour at a 

recorded room temperature before centrifugation. The separated phases were then analysed 

separately by UV-Vis spectroscopy.3 

The spectrometer (FLAME-S-UV-VIS, 200ɀ850 nm) with thermoregulator (USB-TC) was 

connected to a high-power MINI deuterium tungsten halogen source with shutter (200ɀ850 nm) 

via a cuvette holder (1 cm pathlength) with solarization-resistant fibres (2 m, P400-2-SR). The 

system was equilibrated for 60 minutes, a reference sample, either nitric acid or n-dodecane was 

then used to collect the background for the aqueous and organic phases respectively, using an 

ȬÉÎÔÅÇÒÁÔÉÏÎ ÔÉÍÅȭ of 96 milliseconds, with  64 ȬÓÃÁÎÓ ÔÏ ÁÖÅÒÁÇÅȭ the final spectrum.  

Uranyl nitrate has a distinct signal between 350-500 nm, typically a multiplet of nodes.34 From 

this the maximum peak height or peak area can be used to quantify the amount of uranium(VI) 

present. However, the neighbouring nitric acid signal (330-400 nm) can overlap with the 

uranium(VI) signal, therefore, measurements were taken above 400 nm where possible.  

To calibrate the aqueous phase a 0.10 M uranyl nitrate solution in 4.0 M nitric acid was 

composed, aliquots were taken and serially diluted with 4.0 M nitric acid to afford uranium(VI) 
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concentrations from 0.10 to 0.01 M. The aqueous uranium(VI) calibration spectra are shown in 

Figure S46, presenting three obvious peaks. Calibrations used the peak height and area as a means 

of comparison and validation. Two aqueous calibration curves were generated using the peak area 

between 400-440 nm, and maximum absorbance at 419 nm for Figures S47 & S48 respectively. 

This was repeated for 2.0-6.0 M nitric acid concentrations. 

Attempts to dissolve uranyl nitrate directly in 1.50 M DEHiBA led to three phases including 

incomplete dissolution (Figure S49), leading to inaccurate uranium(VI) concentrations. Instead, 

organic uranium(VI) calibrations loaded uranium(VI) into the organic phase via solvent extraction 

using pre-acidified 1.50 M e99 DEHiBA in n-dodecane through contact with an equal volume of 

0.10 M uranyl nitrate in 4.0 M nitric acid. The resultant aqueous phase was analysed by UV-Vis and 

quantified to contain 0.011 M uranium(VI), therefore the organic phase contains 0.089 M 

uranium(VI). Subsequently the organic phase was diluted in series with the 1.50 M e99 DEHiBA 

solution yielding a range of uranium(VI) concentrations for the calibration (Figures S50 & S51). 

UV-Vis analysis of these organic solutions resulted in more peaks and a shift in wavelength 

compared to the aqueous calibration measurements (Figure S52), with the maximum absorbance 

at 430 nm.  

4.3.6 Working with Open Sources of Ionising Radiation: 

Uranium  

All work with radioactive substances at the University of Leeds is carried out under a strict 

management protocol to ensure compliance with health, safety, and environmental legislation. In 

the human body, this ionization can cause adverse health effects such as the induction of cancer. 

The risk of an adverse health effect is related to the level of exposure to radiation, and the risks 

are, therefore, controlled by limiting the exposure of workers to radiation. Radiation workers have 
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to complete radiation safety training, log risk assessments, order and confirm the receipt of 

sources, record the usage of sources, and log radioactive waste disposal. 

Only individuals holding a valid University of Leeds Radiation Work Permit are permitted to 

ÈÁÎÄÌÅ ÕÎÓÅÁÌÅÄ ÒÁÄÉÏÁÃÔÉÖÅ ÓÕÂÓÔÁÎÃÅÓȢ 4ÈÅ 5ÎÉÖÅÒÓÉÔÙȭÓ ÐÅÒÍÉÔÓ ÆÏÒ ÒÁÄÉÁÔÉÏÎ ×ÏÒËȟ ÉÓÓÕÅÄ ÕÎÄÅÒ 

ÔÈÅ %ÎÖÉÒÏÎÍÅÎÔÁÌ 0ÅÒÍÉÔÔÉÎÇ 2ÅÇÕÌÁÔÉÏÎÓ ςπρπȟ ÓÐÅÃÉÆÙ ÔÈÁÔ Ȭ"ÅÓÔ !ÖÁÉÌÁÂÌÅ 4ÅÃÈÎÉÑÕÅÓȭ ÍÕÓÔ ÂÅ 

used to minimize the radiological impact of discharges on people and the environment. 

Contamination control techniques are used to minimize the creation and spread of contamination, 

as follows: 

Ɇ Careful dispensing and handling of materials to minimize the risk of contamination. 

Ɇ Immediate disposal of contaminated material: tips, syringes, etc. 

Ɇ Containment of any samples created in a secondary container. 

Ɇ Storage or disposal of any stocks and samples not in use as soon as practicable. 

Ɇ Radiation monitors are used to identify contaminated areas or equipment. 

Equipment like pumps that comes in to contact with alpha emitting materials risks being 

contaminated ÁÎÄ ÃÏÎÆÉÎÅÄ ÔÏ ÔÈÅ ȬÈÏÔȭ ÌÁÂ ÉÆ ÉÔ ÃÁÎÎÏÔ ÂÅ ÄÅÃÏÎÔÁÍÉÎÁÔÅÄȢ &ÏÒ ÔÈÉÓ ÒÅÁÓÏÎ (0,# 

pumps and other flow equipment used in the other chapters were not used for this work and the 

majority of the work was carried out using traditional batch chemistry and one variable at a time 

optimisation.  
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4.4 Results and Discussion  

To understand and compare the performance of DEHiBA manufactured via routes (e) and (f), 

crude and purified DEHiBA materials (e56, e99, f23, and f88) were investigated to determine the 

effect of impurities on the extraction of uranium(VI). Commercially sourced DEHiBA was used as 

a benchmark material for comparison. The extraction of uranium(VI) can be tailored and 

optimised via a number of variables such as: type/structure of ligand, ligand concentration, metal 

(uranium) concentration, nitric acid concentration, phase or SA ratio, and temperature. This work 

employs 0.10 M uranyl nitrate as a model system where DEHiBA concentration, SA ratio and nitric 

acid concentration were screened to provide insight for the development of industrial processes. 

This work found temperature to be highly influential on the extraction as mentioned in the 

literature, 35 and aims to highlight the importance of this process metric that can be overlooked. 

Only the forward extraction has been studied in this work, though the impurities may influence 

the back extraction (stripping) or extraction of other nuclides which will need to be investigated 

in future work.  

 

4.4.1  Performance Testing of Crude and Purified DEHiBA for 

the Forward Extraction of Uranium(VI)  

In this work DEHiBA of various purities and compositions (Table 13) has been tested for the 

extraction of uranium(VI), with focus on varying the DEHiBA concentration to understand how 

impurities affect the forward extraction of uranium(VI) from 0.10 M uranyl nitrate in 4.0 M nitric 

acid using a 1:1 SA ratio. Initial screening compared 1.50 M DEHiBA solutions of e99, crude e56, 

f88, and commercial DEHiBA (CD) at 15 °C (Table S21), finding comparable distribution ratios 

(DU) around 8 even for the crude material (Figure 40). Initial measurements however, found crude 
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e56 to extract more uranium(VI), with a 9.3 DU (Figure S53), but was found to be due to 

interference from oxidised DiEHA absorbing between 410-430 nm due to its yellow appearance, 

increasing the organic absorbance (Figure S54). Similarity of the aqueous phase measurements 

(Figure  S55) for the extractions with crude and purified DEHiBA gave confidence of similar 

performance with an expected DU of ~8 for all. Therefore, the UV-Vis methodology was modified 

for the crude e56 organic measurements, where the background was taken using the crude 

material before contact with uranium. Additionally, extractions with 1.50 M crude e56 led to a 10% 

volume redistribution where the aqueous phase increased in volume, likely due to phase transfer 

of isobutyric acid. These findings highlight the added complexity when using crude DEHiBA due to 

the interference of impurities, whereby DiEHA interferes with UV-Vis analysis, and the solubility 

of isobutyric acid (and potentially other materials) in both phases not only changes the SA ratio, 

but also has the potential to chelate to uranium(VI) or other nuclides, which could unknowingly 

contaminate waste or product streams. As these impurities are potential degradation products of 

DEHiBA any impact that these could impose on the process must be understood. 

Although the purified (e99 & f88) and crude (e56) DEHiBA materials demonstrated similar 

uranium(VI) extraction performance to one another (DU ~8), this differed from the distribution 

ratio of 6.2 published by G.B. Hall et al.6 when using the same concentration of uranium(VI) and 

nitric acid at the same SA ratio, notably the temperature of this extraction was not referenced but 

was later confirmed to be around 25 °C by the author. Comparable performance was achieved at 

22 °C with 1.50 M e99, this time a DU of 6.3 was measured. This exemplifies the exothermic nature 

of this extraction as described by P. Pathak et al.35 emphasising the need to understand how these 

extractions perform across a range of temperatures.  

The concentration effect of DEHiBA was investigated for crude (e56 and f23) and purified (e99 

and f88) DEHiBA materials (Figure 40), typically ranging between 0.75 M up to 1.50 M, these were 
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contacted with an equal volume of 0.10 M uranyl nitrate solutions in 4.0 M nitric acid to understand 

how the concentration and purity of DEHiBA affects the extraction of uranium(VI) and whether 

any benefits from increasing the concentration of DEHiBA plateau. Crude f23 was only investigated 

at a concentration of 0.33 M due to its low purity (restricting access to high concentrations) and 

the formation of three liquid phases following contact with aqueous uranyl nitrate, the colouration 

of this material also increased the organic UV-Vis absorbance making extractions with this 

material highly unfavourable to work with so was not investigated further. Organic and aqueous 

UV-Vis measurements can be found in Figures S54-S62. 

  

Figure 40: The effect of DEHiBA concentration on the distribution ratio of uranium(VI) 
comparing e99, crude e56, f88, and crude f24 solutions when using an equal volume of 0.1 M 

uranyl nitrate in 4.0 M nitric acid. The hollow triangle experiment at 1.25 M DEHiBA was 
conducted at 22 °C whilst all other experiments took place at 15 °C. 

Overall, uranium(VI) extraction reduces as DEHiBA concentration reduces, in a non-linear 

fashion. Instead the majority of datapoints fit to a second order polynomial equation despite 

differences in purity, facilitating prediction of uranium(VI) extraction efficiency for varying 
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DEHiBA concentrations when using an equal volume of 0.10 M uranyl nitrate in 4.0 M nitric acid 

at 15 °C. This implies that impurities like isobutyric acid and di-(2-ethylhexyl)amine (DiEHA) have 

little if any effect on the forward extraction of uranium(VI) at these conditions. The majority of 

these experiments took place at 15 °C, however the extraction with 1.25 M crude e56 DEHiBA took 

place at 22 °C due to the difference in ambient temperature, as the other extractions with crude 

e56 demonstrate similar extraction performance for uranium(VI), it is most likely that this drop in 

performance is due to the increase in temperature hindering the exothermic extraction.35 Over-

quantification of uranium(VI) in the organic crude e56 phase was only observed when using 

1.50 M DEHiBA as a greater concentration of DiEHA is present, therefore the accumulation of 

degradation products such as DiEHA without suitable purification  could add complications with 

analysis, especially given the difficulty to remove fatty amines via liquid-liquid extraction. 

The reduction in extraction performance at lower DEHiBA concentrations was expected due to 

lesser moles of available ligand for chelation. However, the non-linear relationship (Figure 40) 

means that the ratio of DEHiBA to uranium(VI) reduces from ~16:1 when using 1.50 M DEHiBA, 

down to 11:1 when using 0.75 M DEHiBA (Table S21). From this data alone it is unclear why the 

ratio of DEHiBA to uranium is not constant with varying DEHiBA concentrations. This could be 

influenced by the amount of free ligand from nitric acid adduct formation. However, it does mean 

ÔÈÁÔ ÈÉÇÈÅÒ $%(É"! ÃÏÎÃÅÎÔÒÁÔÉÏÎÓ ÈÁÖÅ ÍÏÒÅ ȬÆÒÅÅȭ $%(É"! ÓÏ ÃÁÎ ÁÃÃÏÍÍÏÄÁÔÅ ÈÉÇÈÅÒ ÕÒÁÎÉÕÍ 

loadings by increasing the SA ratio.  

To expand the explored DEHiBA concentration range, 2.00 M and 2.73 M (neat DEHiBA) e99 

DEHiBA solutions were contacted with an equal volume of 0.10 M uranyl nitrate in 4.0 M nitric 

acid, although these extractions were contacted at 22 °C not 15 °C again due to the difference in 

ambient temperature, making comparison difficult (Table S21 and Figure  S63). The 2.00 M 

DEHiBA solution extracted a significantly greater amount of uranium(VI) than 1.50 M DEHiBA with 
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a DU of 11.6 vs ~8. This did not follow the second order polynomial curve from Figure 40, most 

likely due to the increased temperature. Therefore, further work is required to repeat this 

extraction at 15 °C to ascertain whether the second order polynomial equation continues when 

using 2.00 M DEHiBA, as additional factors may restrict the extraction of uranium(VI) at higher 

DEHiBA concentrations. The extraction with neat DEHiBA resulted in reduced performance 

compared to the 2.00 M DEHiBA with a DU of 9.8, potentially due to the absence of dodecane and 

the increased viscosity of the organic phase (as observed during manipulation), however 

inspection of the organic UV-Vis measurement suggests increased uranium(VI) extraction due to 

greater absorbance (Figure S56). The reduced DU was deduced to be a result of the aqueous UV-Vis 

measurement (Figure  S57), where an overall shift in wavelength is observed compared to the 

other extractions, leading to a poorer mass balance and over-quantification of the uranium(VI) 

concentration. It is unclear as to why the aqueous phase was affected, however the actual DU is 

expected to be greater than the 2.00 M DEHiBA extraction based on the organic UV-Vis 

measurement (Figure S56). 

The ability to predict uranium(VI) extraction performance across a range of temperatures, SA 

ratios, nitric acid, DEHiBA and uranium concentrations supports the optimisation and operation 

of a next generation reprocessing facility. The understanding that typical degradation products do 

not hinder the forward extraction of uranium for the conditions tested in this work reinforces the 

robustness of these materials and extraction conditions. Further work is needed exploring a range 

of temperatures for these extractions to predict performance alongside measuring viscosity of the 

phases, prior to industrialisation due to the significant impact temperature has, as has been 

highlighted here. 
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4.4.2 The Impact of Nitric Acid Concentration on Uranium(VI) 

Extractions with 1.50 M and 1.00 M Purified DEHiBA  

The influence of nitric acid concentration was next investigated for the forward extraction of 

uranium(VI) between 2.0-6.0 M nitric acid with 1.00 M and 1.50 M e99 DEHiBA due to the 

relevance of these concentrations in the literature.6 The extraction performance of e99 DEHiBA 

was further verified against literature data published by G.B. Hall et al.6 for the extraction of 0.10 M 

uranyl nitrate in 2.0-6.0 M (1.0 M increments) nitric acid using a 1:1 SA ratio at 22 °C. Although 

G.B. Hall et al.6 focussed on using 1.50 M DEHiBA, our results with 1.00 M DEHiBA are directly 

compared using the same extraction conditions (Figure 41). Back extraction/stripping conditions 

at lower nitric acid concentrations (0.01 M to 1.00 M) were not explored. 

Extractions with 1.50 M DEHiBA demonstrate comparable performance to the data published 

in the literature as illustrated in Figure 41, validating the suitability of the synthetic route (e) and 

purification methodology and reagents used. Comparably, 1.00 M DEHiBA is far less efficient at 

extracting uranium(VI), this is exacerbated at 5.0 M and 6.0 M nitric acid with >10% difference in 

extraction efficiency. Therefore, for the extraction of 0.10 M uranyl nitrate at 22 °C, 1.50 M DEHiBA 

provides better uranium(VI) loading and thus throughput, requiring fewer extraction stages to 

achieve 99.9% uranium removal compared to the GANEX 1st cycle process using 1.00 M DEHiBA. 

Of course, the feasibility of using 1.50 M (or other concentrations) DEHiBA relies on the suitability 

of phase densities, as if a phase is too dense/viscous compatibility issues with equipment like 

annular centrifugal contactors and pulsed columns will be met, as density is also dependent on the 

uranium loading extraction performance may need to be limited to not exceed viscosity 

limitations. Further investigation of phase densities for promising extraction conditions is needed 

prior to scale-up or pilot plant testing. The temperature of the aqueous feed in a hot test or 

reprocessing facility may be elevated aiding the handling of viscous phases, however this will 
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reduce the extraction efficiency of the system and must be understood and balanced. Additionally, 

1.00 M DEHiBA may be favoured for the management and separation of a greater number of 

radionuclides, specifically technetium.6 Overall, both 1.50 M and 1.00 M DEHiBA concentrations 

demonstrate increased uranium(VI) extraction as nitric acid concentration increases, both tailing 

off around 5.0 M nitric acid, but to a greater extent when using 1.00 M DEHiBA. Third order 

polynomial equations were fitted generating good fits as per the equation used to fit the PNNL data 

(Figure S68).6 

  

Figure 41: The effect of nitric acid concentration on the distribution ratio of uranium(VI) at 22 °C 
comparing 1.50 and 1.00 M e99 DEHiBA to 1.50 M DEHiBA literature data,6 using a 1:1 SA ratio 

for the extraction of 0.10 M uranium(VI). 

All mass balances for these extractions were within ±10% of 100% (Table S22). Interestingly, 

the UV-Vis measurement of organic uranium(VI) when using >5.0 M nitric acid led to a shift in 

wavelength (Figure s S64 & S65), likely due to a change in the electronics of the uranium complex. 

Little difference is observable for the aqueous uranium(VI) UV-Vis measurements besides 

intensity (Figures S66 & S67), although the low absorbance of uranium(VI) for the 5.0 M and 

6.0 M nitric acid phases may subdue any noticeable differences.  
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Ultimately, 5.0 M and 6.0 M nitric acid promotes the best extraction efficiency of uranium(VI) 

for both DEHiBA concentrations when using a 1:1 SA ratio, the plateau of this metric illustrates 

little need to increase nitric acid concentration further. Instead, uranium loading and thus 

throughput can be further optimised by exploring differing SA ratios. Higher uranium loading can 

also be achieved through higher aqueous uranium concentrations, as investigated by G.B Hall et 

al.6 However, in the work presented here on a uranyl nitrate concentration of 0.10 M is used, and 

the effect of SA ratio is investigated for improving uranium throughput. 

 

4.4.3 Investigating Organic : Aqueous Phase Ratio to Optimise 

the Extraction of Uranium(VI) with 1.50 M and 1.00 M DEHiBA  

This section of work aims to understand how the SA ratio impacts the extraction efficiency of 

uranium(VI) with 1.50 M and 1.00 M DEHiBA. This data can then be used to maximise extraction 

efficiency and throughput or identify trade-off conditions for these objectives, aiding to inform 

scale-up operations and improve process efficiency. 

SA ratios from 2:1 down to 1:2 are reported in Figure 42 using 1.00 M and 1.50 M DEHiBA, 

across 2.0-6.0 M nitric acid concentrations. The majority of extractions here were conducted at 

22 °C, however four of the extractions with 1.50 M DEHiBA using 3.0 M and 5.0 M nitric acid were 

conducted at 15 °C, identifiable by the non-filled markers. This further highlights the influence of 

temperature on this extraction, whereby the extractions at 15 °C do not follow the trend of the 

22 °C extractions, over-extracting uranium(VI). This emphasises the need to investigate these 

conditions across a range of temperatures. The polynomial equations for the trendlines are not 

displayed due to the difference in temperatures for some of the data, the trendlines should only be 

used as a visual guide. 
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Figure 42: Comparing the uranium(VI) extraction performance of 1.50 M and 1.00 M e99 
DEHiBA concentrations for the extraction of 0.10 M uranyl nitrate with varying nitric acid 

concentration and SA ratio at 22 °C (filled ǒ ÍÁÒËÅÒÓɊ ÁÎÄ ρυ Ј# ɉÅÍÐÔÙ  ÍÁÒËÅÒÓɊȢ 

Similar trends are observed for both the 1.00 M and 1.50 M DEHiBA extractions, where DU 

increases steadily from 2.0 M to 4.0 M nitric acid, before this trend starts to plateau, although to 

different extents depending on the SA ratio used. For example, the 6.0 M nitric acid 1:2 SA ratio 

with 1.00 M DEHiBA shows reduced performance compared to the same extraction but in 5.0 M 
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nitric acid. This reduction in performance is less noticeable and harder to determine given the 

difference in temperature when using 1.50 M DEHiBA. The DU is best at higher (2:1) SA ratios for 

both DEHiBA concentrations, therefore for maximum extraction efficiency, uranium throughput 

must be sacrificed and thus a trade-off between these metrics must be defined. This trade-off tends 

to increase with nitric acid concentration, being most notable with 6.0 M nitric acid as the 

difference between DU is greatest between the 2:1 and 1:2 SA ratio. For example, when using 

1.50 M DEHiBA the difference in extraction efficiency between a 2:1 and a 1:2 SA ratio is 2.5% with 

2.0 M nitric acid, increasing to ~5% with 3.0-5.0 M nitric acid, and finally 6% with 6.0 M nitric acid. 

Comparatively, when using 1.00 M DEHiBA the difference in extraction efficiency increases from 

3% to 6.5% to 10.7% when using 2.0 M, 4.0 M and 6.0 M nitric acid respectively. A maximum 

extraction efficiency of ~90% can be achieved when using 5.0 M and 6.0 M nitric acid at a 2:1 SA 

ratio with 1.50 M DEHiBA, only dropping to ~85% when using a 1:2 SA ratio, a ~5% loss in 

efficiency for a four-fold increase in uranium throughput. Whereas extraction efficiency drops 

from 80% down to ~70% for the same conditions when using 1.00 M DEHiBA, representing a 10% 

loss, double that observed with  1.50 M DEHiBA. Ultimately, these losses are not detrimental to 

performance given the increased uranium throughput, although a greater number of sequential 

extraction stages is needed to attain 99.9% extraction.36 

Overall, 5.0 M nitric acid is seemingly optimal for both DEHiBA concentrations, affording a 

lesser reduction in extraction performance as the SA ratio reduces, facilitating better uranium 

throughput with minimal loss to extraction efficiency. Extractions with 1.50 M DEHiBA 

significantly improves extraction performance for all conditions compared to using 1.00 M 

DEHiBA, with up to a 13% difference when using 4.0-6.0 M nitric acid and up to 16% when using 

2.0-3.0 M nitric acid. Further visual comparison of uranium(VI) extraction performance when 

using 1.50 M and 1.00 M DEHiBA is plotted in Figure S69 allowing visual comparison across four-
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dimensional space, illustrating the sheer difference in performance, yet similar trends between 

datasets. The mass balances for each of these extractions is listed in Tables S23-S26, where all 

extractions provided good confidence in the data, within 10% of a 100% mass balance. 

From this data, the ratio of DEHiBA to uranium in each organic phase can be plotted to 

understand how effectively each condition utilises DEHiBA to partition uranium(VI). In general, 

higher nitric acid concentrations and lower SA ratios lead to a more effective utilisation of DEHiBA 

for the chelation of uranium(VI). However, the difference in temperature for the extractions with 

1.50 M DEHiBA makes interpretation of this unclear (Figure S74), thus Figure 43 only contains 

the data for 1.00 M DEHiBA. Linear relationships between SA ratio and the ratio of DEHiBA to 

uranium(VI) are observed for all nitric acid extractions within the SA ratios explored. Interestingly, 

4.0 M and 5.0 M nitric acid conditions look to outperform extractions in 6.0 M nitric acid if lower 

SA ratios were explored, this supports the comparatively reduced performance at low SA ratios 

when using 6.0 M nitric acid vs 4.0 M and 5.0 M. Further investigation as to whether these linear 

relationships continue towards the y-axis would be interesting in future work. 

  

Figure 43: The effect of SA ratio and nitric acid concentration on the ratio of DEHiBA to 
uranium(VI) at 22 °C using 1.00 M e99 DEHiBA to extract 0.10 M uranyl nitrate. 
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4.5 Conclusions 

This work verifies the performance of DEHiBA manufactured in-house via two synthetic and 

purification pathways,29 comparing the performance to that of commercial DEHiBA and available 

data in the literature.6 The purified DEHiBA from routes (e) and (f), e99 and f88 respectively 

possessed near identical performance to commercially sourced DEHiBA at 15 °C when using a 

1.50 M DEHiBA concentration. Even crude DEHiBA from route (e) demonstrated comparable 

performance to purified DEHiBA for the forward extraction of DEHiBA despite the significant 

amounts of impurities like iBA. The performance of DEHiBA purified from route (e) was also found 

to be near identical to that published by G. B. Hall et al.6 when extracting an equal volume of 0.10 M 

uranyl nitrate in 2.0-6.0 M nitric acid concentrations with 1.50 M DEHiBA. These investigations 

validate the scalable synthetic routes proposed in previous work and purification methods devised 

in this work as DEHiBA performs as expected even in the presence of impurities such as potential 

degradation products. 

Three variables, ligand concentration, nitric acid concentration and SA ratio, were investigated 

throughout for the extraction of 0.10 M uranyl nitrate. Temperature effect was observed to be 

influential on the extraction but has not yet been investigated thoroughly. Purity was also 

investigated to some extent and found to have little influence if any on the forward extraction of 

uranium(VI). 

The concentration of DEHiBA was assessed for the purpose of process intensification to 

facilitate increased uranium loading of the organic phase and understand when the benefits of 

increasing DEHiBA concentration are optimal. As the proposed GANEX 1st cycle forward extraction 

employs 1.00 M DEHiBA, this work investigated greater concentrations of DEHiBA (1.50 M, 2.00 



 

 
193 

M, and 2.73 M) which resulted in increased extraction efficiency for the conditions explored. Thus, 

theoretically fewer extraction stages are required for an industrial process, although the density 

of the organic phase must be monitored as higher DEHiBA concentrations can lead to 

complications when loaded with large amounts of uranium(VI). 

The effect of SA ratio was assessed between 2:1 and 1:2, investigating the trade-off between 

extraction efficiency and uranium throughput. Lower SA ratios (1:2) only reduced extraction 

efficiency marginally in comparison to the four-fold improvement in uranium throughput, from 

~90% extraction efficiency down to 85% at 5.0 M nitric acid with 1.50 M DEHiBA. This provides 

options for plant design where the number of extraction stages can be optimised with uranium 

throughput, providing insight prior to scale-up and pilot plant demonstrations in future work. 

Overall, 1.50 M DEHiBA for the extraction of 0.10 M uranyl nitrate provides superior forward 

extraction performance over the suggested concentration of 1.00 M DEHiBA for the GANEX 1st 

cycle forward extraction, with at least a 10% extraction efficiency increase. It should, however, be 

noted that this system does not account for the added complexity of other species found in 

irradiated nuclear fuel, higher uranyl nitrate concentrations and temperatures, or organic phase 

density when loaded with uranium, which may better suit 1.00 M DEHiBA. However, at this stage, 

with the available data 1.50 M DEHiBA outperforms 1.00 M DEHiBA without issue. 

4.6 Future Work  

This work highlights the temperature dependence of such extractions and the need for studies 

that investigate this variable alongside the other variables mentioned and investigated here. 

Additionally further work with 2.00 M DEHiBA and potentially beyond across these variables 

would be of interest for process intensification as no observable issues were encountered for the 

limited extractions investigated for these DEHiBA concentrations. Additionally, the investigation 
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of lower SA ratios may yield valuable operating conditions, whilst density measurements for 

organic phases would provide valuable insight across a range of temperatures. 

The investigation of these variables at higher uranium concentrations would improve industrial 

relevance and potentially uranium throughput, allowing comparison of process metrics and 

densities for compatibility with equipment like annular centrifugal contactors.37 

Extraction studies with industrial process equipment is the next logical step to ensure 

compatibility with equipment and to compare the effect of equipment on the extraction efficiency 

relative to small scale laboratory methods and equipment. Additionally, increased complexity of 

the aqueous phase, simulating the composition of used nuclear fuel through the addition of 

nuclides like plutonium, will ensure DEHiBA behaves as reported and is suitable across a range of 

promising process conditions. 

These extractions were conducted in batch using a one variable at a time optimisation approach, 

this deviates from the other work completed in this thesis due to equipment limitation in the alpha 

active laboratory at the University of Leeds. In the future design of experiments or machine-

learning algorithms should be employed to optimise process conditions, aiding to explore and 

understand synergistic effects between the various process variables that influence these 

extractions. This work could be done in continuous flow using microfluidics and the separators 

used in Chapter 3 (or smaller versions) to automate these processes, minimising material 

consumption, allowing higher uranium concentrations to be investigated and improving 

repeatability, however this was not achievable in this work due to the cost and time restrictions 

but would be beneficial to research in this field and would aid to minimise operator dose. By 

conducting these tests in small-scale continuous flow, the outlet streams could be monitored by 

UV-Vis spectroscopy to further reduce analysis time and maximise the number of extraction 



 

 
195 

conditions that can be assessed in minimal time. These setups could be used to assess temperature 

dependence and any temperature increases caused by the extraction.  
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¢ŜŎƘƴƻƭƻƎƛŎŀƭ ǎƻƭǳǘƛƻƴǎ ŦƻǊ ƭƻƴƎπǘŜǊƳ ǎǘƻǊŀƎŜ ƻŦ ǇŀǊǘƛŀƭƭȅ ǳǎŜŘ ƴǳŎƭŜŀǊ ǿŀǎǘŜΥ ! ŎǊƛǘƛŎŀƭ ǊŜǾƛŜǿΣ 

!ƴƴ bǳŎƭ 9ƴŜǊƎȅΣ нлннΣ мссΣ млутосΦ 
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нн YΦ [Φ bŀǎƘ ŀƴŘ DΦ WΦ [ǳƳŜǘǘŀΣ !ŘǾŀƴŎŜŘ ǎŜǇŀǊŀǘƛƻƴ ǘŜŎƘƴƛǉǳŜǎ ŦƻǊ ƴǳŎƭŜŀǊ ŦǳŜƭ ǊŜǇǊƻŎŜǎǎƛƴƎ ŀƴŘ 

ǊŀŘƛƻŀŎǘƛǾŜ ǿŀǎǘŜ ǘǊŜŀǘƳŜƴǘΣ 9ƭǎŜǾƛŜǊΣ нлммΦ 

но wΦ {Φ IŜǊōǎǘΣ tΦ .ŀǊƻƴ ŀƴŘ aΦ bƛƭǎǎƻƴΣ ƛƴ !ŘǾŀƴŎŜŘ ǎŜǇŀǊŀǘƛƻƴ ǘŜŎƘƴƛǉǳŜǎ ŦƻǊ ƴǳŎƭŜŀǊ ŦǳŜƭ 

ǊŜǇǊƻŎŜǎǎƛƴƎ ŀƴŘ ǊŀŘƛƻŀŎǘƛǾŜ ǿŀǎǘŜ ǘǊŜŀǘƳŜƴǘΣ 9ƭǎŜǾƛŜǊΣ нлммΣ ǇǇΦ мпмςмтрΦ 

нп {Φ .ƻǳǊƎΣ !Φ DŜƛǎǘ ŀƴŘ WΦ bŀǊōǳǘǘΣ {!/{9{{ςǘƘŜ 9¦w!¢ha Ctт ǇǊƻƧŜŎǘ ƻƴ ŀŎǘƛƴƛŘŜ ǎŜǇŀǊŀǘƛƻƴ ŦǊƻƳ 

ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭǎΣ bǳƪƭŜƻƴƛƪŀΣ нлмрΣ слΣ улфςумпΦ 

нр DΦ aƻŘƻƭƻΣ !Φ DŜƛǎǘ ŀƴŘ aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ aƛƴƻǊ ŀŎǘƛƴƛŘŜ ǎŜǇŀǊŀǘƛƻƴǎ ƛƴ ǘƘŜ ǊŜǇǊƻŎŜǎǎƛƴƎ ƻŦ 

ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭǎΥ ǊŜŎŜƴǘ ŀŘǾŀƴŎŜǎ ƛƴ 9ǳǊƻǇŜΣ wŜǇǊƻŎŜǎǎƛƴƎ ŀƴŘ ǊŜŎȅŎƭƛƴƎ ƻŦ ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭΣ 

нлмрΣ нпрςнутΦ 

нс /Φ tƻƛƴǎǎƻǘΣ /Φ wƻǎǘŀƛƴƎΣ tΦ .ŀǊƻƴΣ 5Φ ²ŀǊƛƴ ŀƴŘ .Φ .ƻǳƭƭƛǎΣ aŀƛƴ ǊŜǎǳƭǘǎ ƻŦ ǘƘŜ CǊŜƴŎƘ ǇǊƻƎǊŀƳ ƻƴ 

ǇŀǊǘƛǘƛƻƴƛƴƎ ƻŦ ƳƛƴƻǊ ŀŎǘƛƴƛŘŜǎΣ ŀ ǎƛƎƴƛŦƛŎŀƴǘ ƛƳǇǊƻǾŜƳŜƴǘ ǘƻǿŀǊŘǎ ƴǳŎƭŜŀǊ ǿŀǎǘŜ ǊŜŘǳŎǘƛƻƴΣ 

tǊƻŎŜŘƛŀ /ƘŜƳΣ нлмнΣ тΣ оруςоссΦ 

нт wΦ aŀƭƳōŜŎƪΣ 5Φ aŀƎƴǳǎǎƻƴΣ {Φ .ƻǳǊƎΣ aΦ /ŀǊǊƻǘǘΣ !Φ DŜƛǎǘΣ ·Φ IŞǊŝǎΣ aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ DΦ 

aƻŘƻƭƻΣ ¦Φ aǸƭƭƛŎƘ ŀƴŘ /Φ {ƻǊŜƭΣ IƻƳƻƎŜƴƻǳǎ ǊŜŎȅŎƭƛƴƎ ƻŦ ǘǊŀƴǎǳǊŀƴƛǳƳ ŜƭŜƳŜƴǘǎ ŦǊƻƳ ƛǊǊŀŘƛŀǘŜŘ 

Ŧŀǎǘ ǊŜŀŎǘƻǊ ŦǳŜƭ ōȅ ǘƘŜ 9¦whπD!b9· ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ǇǊƻŎŜǎǎΣ wŀŘƛƻŎƘƛƳ !ŎǘŀΣ нлмфΣ млтΣ фмтς

фнфΦ 

ну tΦ .ŀǊƻƴΣ {Φ aΦ /ƻǊƴŜǘΣ 9Φ 5Φ /ƻƭƭƛƴǎΣ DΦ 5Ŝ!ƴƎŜƭƛǎΣ DΦ 5Ŝƭ /ǳƭΣ ¸Φ CŜŘƻǊƻǾΣ WΦ tΦ DƭŀǘȊΣ ±Φ LƎƴŀǘƛŜǾΣ ¢Φ 

LƴƻǳŜ ŀƴŘ !Φ YƘŀǇŜǊǎƪŀȅŀΣ ! ǊŜǾƛŜǿ ƻŦ ǎŜǇŀǊŀǘƛƻƴ ǇǊƻŎŜǎǎŜǎ ǇǊƻǇƻǎŜŘ ŦƻǊ ŀŘǾŀƴŎŜŘ ŦǳŜƭ ŎȅŎƭŜǎ 

ōŀǎŜŘ ƻƴ ǘŜŎƘƴƻƭƻƎȅ ǊŜŀŘƛƴŜǎǎ ƭŜǾŜƭ ŀǎǎŜǎǎƳŜƴǘǎΣ tǊƻƎǊŜǎǎ ƛƴ bǳŎƭŜŀǊ 9ƴŜǊƎȅΣ нлмфΣ ммтΣ млолфмΦ 

нф ¢Φ {ƘŀǿΣ !Φ 5Φ /ƭŀȅǘƻƴΣ wΦ [ŀōŜǎΣ ¢Φ aΦ 5ƛȄƻƴΣ {Φ .ƻȅŀƭƭΣ hΦ WΦ YŜǊǎƘŀǿΣ wΦ !Φ .ƻǳǊƴŜ ŀƴŘ .Φ /Φ 

IŀƴǎƻƴΣ ! ǎŜƭŦπƻǇǘƛƳƛǎŜŘ ŀǇǇǊƻŀŎƘ ǘƻ ǎȅƴǘƘŜǎƛǎƛƴƎ 59Iƛ.! ŦƻǊ ŀŘǾŀƴŎŜŘ ƴǳŎƭŜŀǊ ǊŜǇǊƻŎŜǎǎƛƴƎΣ 

ŜȄǇƭƻƛǘƛƴƎ ǘƘŜ ǇƻǿŜǊ ƻŦ ƳŀŎƘƛƴŜπƭŜŀǊƴƛƴƎΣ wŜŀŎǘ /ƘŜƳ 9ƴƎΣ нлнпΣ фΣ пнсςпоуΦ 

ол aΦ .ǳƴƴΣ WΦ tΦ IƻƭŘǊŜƴΣ {Φ CŜǘǘŜǊ ŀƴŘ .Φ ±ŀƴ 5ŜǊ ½ǿŀŀƴΣ ¢ƘŜ ŜŎƻƴƻƳƛŎǎ ƻŦ ǊŜǇǊƻŎŜǎǎƛƴƎ ǾŜǊǎǳǎ 

ŘƛǊŜŎǘ ŘƛǎǇƻǎŀƭ ƻŦ ǎǇŜƴǘ ƴǳŎƭŜŀǊ ŦǳŜƭΣ bǳŎƭ ¢ŜŎƘƴƻƭΣ нллрΣ мрлΣ нлфςнолΦ 

ом aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ IΦ wƻǳǎǎŜƭΣ [Φ /ƘŀǊŜȅǊŜΣ tΦ .ŀǊƻƴΣ 5Φ 9ǎǇƛƴƻǳȄΣ WΦ bΦ /ŀƭƻǊΣ /Φ ±ƛŀƭƭŜǎƻǳōǊŀƴƴŜΣ .Φ 

[ƻǊǊŀƛƴ ŀƴŘ aΦ aŀǎǎƻƴΣ ƛƴ tǊƻŎŜŜŘƛƴƎǎ DƭƻōŀƭΣ нллфΦ 

он wΦ aŀƭƳōŜŎƪΣ aΦ /ŀǊǊƻǘǘΣ .Φ /ƘǊƛǎǘƛŀƴǎŜƴΣ !Φ DŜƛǎǘΣ ·Φ IŞǊŝǎΣ 5Φ aŀƎƴǳǎǎƻƴΣ DΦ aƻŘƻƭƻΣ /Φ {ƻǊŜƭΣ 

wΦ ¢ŀȅƭƻǊ ŀƴŘ !Φ ²ƛƭŘŜƴΣ ƛƴ tǊƻŎŜŜŘƛƴƎǎ ƻŦ {ǳǎǘŀƛƴŀōƭŜ bǳŎƭŜŀǊ 9ƴŜǊƎȅ /ƻƴŦŜǊŜƴŎŜΣ нлмпΦ 
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оо wΦ aŀƭƳōŜŎƪΣ 5Φ aŀƎƴǳǎǎƻƴΣ {Φ .ƻǳǊƎΣ aΦ /ŀǊǊƻǘǘΣ !Φ DŜƛǎǘΣ ·Φ IŞǊŝǎΣ aΦ aƛƎǳƛǊŘƛǘŎƘƛŀƴΣ DΦ 

aƻŘƻƭƻΣ ¦Φ aǸƭƭƛŎƘ ŀƴŘ /Φ {ƻǊŜƭΣ IƻƳƻƎŜƴƻǳǎ ǊŜŎȅŎƭƛƴƎ ƻŦ ǘǊŀƴǎǳǊŀƴƛǳƳ ŜƭŜƳŜƴǘǎ ŦǊƻƳ ƛǊǊŀŘƛŀǘŜŘ 

Ŧŀǎǘ ǊŜŀŎǘƻǊ ŦǳŜƭ ōȅ ǘƘŜ 9¦whπD!b9· ǎƻƭǾŜƴǘ ŜȄǘǊŀŎǘƛƻƴ ǇǊƻŎŜǎǎΣ wŀŘƛƻŎƘƛƳ !ŎǘŀΣ нлмфΣ млтΣ фмтς

фнфΦ 

оп CΦ wƻŘǊƛƎǳŜǎΣ DΦ CŜǊǊǳΣ [Φ .ŜǊǘƘƻƴΣ bΦ .ƻǳōŀƭǎΣ tΦ DǳƛƭōŀǳŘΣ /Φ {ƻǊŜƭΣ hΦ 5ƛŀǘΣ tΦ .ŀǳŘǳƛƴΣ WΦ tΦ 

{ƛƳƻƴƛƴ ŀƴŘ WΦπtΦ aƻǊŜƭΣ bŜǿ ƛƴǎƛƎƘǘǎ ƛƴǘƻ ǘƘŜ ŜȄǘǊŀŎǘƛƻƴ ƻŦ ǳǊŀƴƛǳƳ ό±Lύ ōȅ ŀƴ bΣ bπŘƛŀƭƪȅƭŀƳƛŘŜΣ 

aƻƭ tƘȅǎΣ нлмпΣ ммнΣ моснςмотпΦ 

ор tΦ bΦ tŀǘƘŀƪΣ [Φ .Φ YǳƳōƘŀǊŜ ŀƴŘ ±Φ YΦ aŀƴŎƘŀƴŘŀΣ 9ŦŦŜŎǘ ƻŦ ǎǘǊǳŎǘǳǊŜ ƻŦ bΣ b Řƛŀƭƪȅƭ ŀƳƛŘŜǎ ƻƴ 

ǘƘŜ ŜȄǘǊŀŎǘƛƻƴ ƻŦ ¦ ό±Lύ ŀƴŘ ¢Ƙ όL±ύΥ ŀ ǘƘŜǊƳƻŘȅƴŀƳƛŎ ǎǘǳŘȅΣ wŀŘƛƻŎƘƛƳ !ŎǘŀΣ нллмΣ уфΣ пптςпрнΦ 

ос !Φ ¢ŜǎǎƛŜǊΣ tΦ DΦ /Φ /ŀƳǇōŜƭƭ ŀƴŘ aΦ .ƛǎǎƻƴΣ {ŜǉǳŜƴǘƛŀƭ ŜȄǘǊŀŎǘƛƻƴ ǇǊƻŎŜŘǳǊŜ ŦƻǊ ǘƘŜ ǎǇŜŎƛŀǘƛƻƴ ƻŦ 

ǇŀǊǘƛŎǳƭŀǘŜ ǘǊŀŎŜ ƳŜǘŀƭǎΣ !ƴŀƭ /ƘŜƳΣ мфтфΣ рмΣ уппςурмΦ 

от !Φ .ŀƪŜǊΣ !Φ CŜƭƭǎΣ ¢Φ {ƘŀǿΣ /Φ WΦ aŀƘŜǊ ŀƴŘ .Φ /Φ IŀƴǎƻƴΣ 9ŦŦŜŎǘ ƻŦ ǎŎŀƭŜπǳǇ ƻƴ ǊŜǎƛŘŜƴŎŜ ǘƛƳŜ ŀƴŘ 

ǳǊŀƴƛǳƳ ŜȄǘǊŀŎǘƛƻƴ ƻƴ ŀƴƴǳƭŀǊ ŎŜƴǘǊƛŦǳƎŀƭ ŎƻƴǘŀŎǘƻǊǎ ό!//ǎύΣ {ŜǇŀǊŀǘƛƻƴǎΣ нлноΣ млΣ оомΦ 

  

Chapter 5  : Overall Conclusion  

The work in this project has devised and employed methodologies to optimise the synthesis and 

purification of DEHiBA in continuous flow using Industry 4.0, exploiting automation and machine-

learning algorithms to efficiently achieve desirable process metrics for the manufacture of 

DEHiBA. This work has utilised self-optimising flow platforms, using this technology for an 

industrially relevant application in the area of nuclear reprocessing. These methodologies are time 

and resource efficient, requiring minimal operator input , facilitating the efficient optimisation of 

key process metrics like cost, throughput, and purity. Bayesian machine learning algorithms were 

preferred for this work due to their ability to identify optima in minimal experimental iterations, 

minimising research and development timelines and material consumption. The use of a weighted 

objective for the purification optimisations with BOAEI was very effective and could have been 

useful in the synthetic optimisation work to more effectively identify optimal trade-off conditions. 
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Such methodologies and platforms outlined are applicable to many other industrially relevant 

chemicals including other ligands for nuclear reprocessing. Such applications are incredibly 

relevant due to limited accessibility to ligands like DEHiBA, especially on the large scale and the 

high-cost barrier associated with ligands in this area of research. However, further work is 

required for the optimisation of telescoped synthetic steps to make this methodology better suited 

to multi -step syntheses.  

Further work in this thesis ensured that DEHiBA manufactured via these promising routes 

behaved as suggested in the literature, also comparing to industrially sourced DEHiBA. This work 

ensured that chosen starting materials and reagents were compatible with the end application of 

extracting uranium(IV). Additionally testing in the presence of potential degradation products 

allowed performance comparison to pure DEHiBA for the forward extraction of uranium(VI). 

Additionally other variables were explored to expand on relevant published studies with DEHiBA. 

When designing chemical processes, the consideration of multiple performance metrics is 

crucial to success. Work in Chapters 2 and 3 optimises multiple objectives to achieve this and 

develop well rounded processes with a choice of operating conditions depending on performance 

criteria motives. TSEMO and BOAEI are used to do this, respectively, where TSEMO works well for 

the synthetic work identifying Pareto Fronts for a variety of objectives whereas the purification 

work in Chapter 3 was material intensive and focussed on achieving specific performance criteria 

of high purity (>95%) and low product loss. As the synthetic optimisations were less material 

intensive these optimisations used a greater number of experiments and were able to fully explore 

the Pareto Front, the purification work however was limited in terms of crude DEHiBA and thus a 

more targeted method was used in the form of BOAEI with a weighted objective. Both approaches 

used significant quantities of reagent, especially when performing continuous chemistry solvent-

free, the optimisation of these reactions with slug-flow would have further minimised cost and 
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material waste however this approach would have been difficult to adopt for the purification work 

with the coalescing separator used. Both approaches optimised and compared multiple routes to 

identify an optimum on-demand continuous manufacture route to DEHiBA finding that crude 

DEHiBA could be synthesised for £23.60 mol-1 at 14.7 kg L-1 h-1 or £24.50 mol-1 at 75.8 kg L-1 h-1 

using iBAnhydride and DiEHA. An alternative route was devised in the event that iBAnhydride 

became less or no longer viable, using iBA and DiEHA via a thermal amidation route for £27.20 

mol-1 with a reduced throughput of 3.5 kg L-1 h-1. Additionally, it would also be possible to 

manufacture iBAnhydride from iBA, although this was out of the scope of this project but could 

further reduce the cost of DEHiBA. Cost analysis of the purification routes and conditions were not 

included in this work due to uncertainty with disposal costs of the aqueous waste, however, 

assumptions can be made that nitr ic acid waste streams would be more costly and problematic 

than a water waste stream or even the bicarbonate waste stream. These optimisations aimed to 

reduce the volume of aqueous waste in order to minimise the cost of DEHiBA further, although the 

priority of this work was low product loss and high product purity.  

Performance testing of DEHiBA identified promising conditions for the forward extraction of 

uranium investigating key process variables to understand how this affects the extraction 

efficiency of DEHiBA. SA ratio was used to vary the throughput of aqueous uranium and determine 

how extraction efficiency is affected by this variable, providing a range of process conditions that 

could be employed depending on process criteria and goals. The DEHiBA manufactured from 

routes (e) and (f) were found to be comparable to literature data and one another, justifying the 

use of either route to manufacture DEHiBA for uranium extraction in the future. Additionally crude 

DEHiBA did not negatively affect the forward extraction of uranium, however further work is 

needed on the back extraction (stripping) to ensure no issues are faced, furthermore more complex 

studies with a greater range of nuclides would be beneficial to ensure no extraction of unwanted 
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species. This work highlighted the importance of temperature control on the extraction of 

uranium, with future work needed to determine the extraction performance across a range of 

potential operating conditions.  

Overall, this work has implemented and developed an efficient methodology to manufacture 

DEHiBA in continuous flow with limited human intervention required to optimise process 

conditions. Such an approach is applicable to other industrially relevant molecules like the 

diamides (TODGA) where there is a demand for further studies, including large-scale testing with 

these materials to improve the technology readiness of advanced reprocessing flowsheets. 

However, further work is needed to tackle more complex multi -step processes, in these cases slug 

or droplet flow is likely better suited but is more complex. The DEHiBA manufactured from the 

optimum routes in this work has proven to be successful for the extraction of uranium(VI) and 

provides comparable data to the literature and commercially sourced DEHiBA, justifying the 

effectiveness of these methodologies. The ability to have ligands like DEHiBA on demand aids to 

reduce barriers to research by increasing supply and reducing the cost of these specialised ligands. 

The current demand for DEHiBA and other ligands does not currently require continuous 

manufacture, however this work opens such a possibility and by publishing the findings of this 

ÒÅÓÅÁÒÃÈ ÏÔÈÅÒÓ ÉÎ ÔÈÅ ÆÉÅÌÄ ÁÒÅ ÁÂÌÅ ÔÏ ÍÁÎÕÆÁÃÔÕÒÅ ÔÈÅÉÒ Ï×Î $%(É"! ÕÓÉÎÇ ȬÏÐÔÉÍÉÓÅÄȭ ÃÏÎÄÉÔÉÏÎÓ 

if they choose to. Furthermore, the flow platform for DEHiBA can be reconfigured to manufacture 

other ligands like DEHBA or DHOA on demand.  

It is likely that future advancements in self-optimising flow platforms will focus on improving 

the usability of slug flow for more complex multi-step synthetic optimisations. This will aid 

minimise material consumption and simplify the challenges faced when optimising telescoped 

reaction steps allowing more complex molecules like TODGA or active pharmaceutical ingredients 

to be optimised efficiently in continuous flow. Additionally, it is likely that research and 
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development in the nuclear industry will adopt digital chemistry techniques using industry 4.0 to 

reduce operator dose and minimise material consumption, moving away from one variable at a 

time optimisations and using DOEs or machine learning algorithms to optimise research 

challenges. The coalescing separator used in Chapter 3 also has the potential to revolutionise 

complex extraction processes where solids or hard to break emulsions are faced due to its 

potential for compatibility with solids , a trait that traditional solvent extraction equipment like 

pulsed columns and centrifugal contactors lack. This capability is of interest to electronic waste 

recycling however work is needed to modularise the separator and exchange the filter media when 

it blinds. 
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Chapter 6  : Appendix  

6.1 Chapter 2 Supporting Information  

Self-Optimising Flow Reactor Platform Setup  

 

 

Figure S44: The self-optimising flow reactor platform and its visual schematic 

Reagents were made up to their desired concentrations in the stock solutions, loaded into glass 

bottles and primed on the dual piston reciprocating JASCO PU-2800 HPLC pumps. These solutions 

were then pumped where streams would be mixed using Swagelok SS-100-3 tee-pieces according 

to Figure 28. Tubular reactors were made from PFA, PTFE and 316 stainless steel tubing 
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ɉρȾρφȱ OD), these were fitted to cylindrical aluminium blocks and heated via a Eurotherm 3200 

temperature controller, this enabled the reaction mixtures to be heated rapidly. After the reactor, 

the tubing enabled rapid cooling back to roughly ambient temperature prior to an aliquot of the 

reaction solution being sampled using a VICI Valco EUDA-CI4W sample loop (4-port) with 0.5 and 

πȢπφ ʈ, ÉÎÊÅÃÔÉÏÎ ÖÏÌÕÍÅȢ 4ÈÅ ÓÁÍÐÌÅ ×ÁÓ ÔÈÅÎ ÆÅÄ ÄÉÒÅÃÔÌÙ ÉÎÔÏ ÁÎ !ÇÉÌÅÎÔ ρςφπ )ÎÆÉÎÉÔÙ )) ÓÅÒÉÅÓ 

HPLC instrument fitted with an Agilent Poroshell 120 EC-C18 reverse phase column (5 cm length, 

4.6 mm ID and 2.7 ʈÍ ÐÁÒÔÉÃÌÅ ÓÉÚÅɊ ÆÏÒ ÑÕÁÎÔÉÔÁÔÉÖÅ ÁÎÁÌÙÓÉÓȢ 4ÈÅ ÆÌÏ× ÓÙÓÔÅÍ ×ÁÓ ÍÁÉÎÔÁÉÎÅÄ 

under a constant back pressure using an Upchurch Scientific back pressure regulator 

(100/250  psi) for all setups however route (e) also employed the TescomTM 26-1762-22 control 

pressure regulator to achieve a pressure of 210 bar. The automated system was controlled using a 

custom written MATLAB program to enable real-time control and monitoring of all the 

optimisation variables. The machine-learning algorithms in MATLAB were initiated with Latin 

hypercube sampling where the number of experiments for this was 2n+1, n being the number of 

variables. This formula guarantees that each dimension is divided into n + 1 subintervals, and that 

there will be one sample in each subinterval. This helps achieve a more even coverage of the 

parameter space, thus reducing the risk of missing important regions. The analytical data from this 

and following experiments enabled the generation of new conditions for the optimisation to 

proceed. To determine process metrics, biphenyl was included as an internal standard in reservoir 

1 solutions, here the internal standard and compound signal areas allow for accurate calculations 

to be completed using calibration data previously obtained. During the process, Microsoft Teams 

screen sharing capability is also utilised to allow for the user to monitor the equipment remotely. 

Reagent Costs  

The lowest cost for each reagent was acquired as of March 2022 for the cost calculations used 

by this research.  
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Table S14: The reagent costs for the raw materials used in this research as of March 2022 using 
the largest quantity possible to determine this 

Raw Material 
Molecular 

weight (g mol
-1

) 

Cost per mole  

(£ mol
-1

) 

Di(2-ethylhexyl)amine  
(DiEHA) 241.46 18.18 

Isobutyryl chloride  
(iBCl) 

106.55 14.75 

Isobutyric acid  
(iBA) 

88.11 0.59 

1-ethyl-3-(3-
dimethylaminopropyl)carbodiimide 

hydrochloride (EDC.HCl) 
191.77 23.96 

4-dimethylaminopyridine  
(DMAP) 

122.17 17.25  

Isobutyric anhydride  
(iBAnhydride) 

158.19 5.31 

Triethylamine 101.19 1.68 
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Figure S45: Six 4/5D plots demonstrating the reagent cost for routes (a-f), the synthetic route 
for each is defined above the plots for ease of comparison. A consistent colour bar is illustrated 

throughout, ranging between 0-80%, whilst the x, y, z and size ranges are subject to the 
parameter space for each optimisation, finally a reduced dataset has been presented for clarity.  

(a (b) 

(c) (d) 

(e) (f) 
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Figure S46: Six 4/5D plots demonstrating the space-time yield for routes (a-f), the synthetic 
route for each is defined above the plots for ease of comparison. A consistent colour bar is 

illustrated throughout, ranging between 0-80%, whilst the x, y, z and size ranges are subject to 
the parameter space for each optimisation, finally a reduced dataset has been presented for 

clarity.  

(a) (b) 

(c) (d) 

(e (f) 
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Figure S47: Six 4/5D plots demonstrating the product yield for routes (a-f), the synthetic route 
for each is defined above the plots for ease of comparison. A consistent colour bar is illustrated 

throughout, ranging between 0-80%, whilst the x, y, z and size ranges are subject to the 
parameter space for each optimisation, finally a reduced dataset has been presented for clarity. 

 

(a) (b) 

(c) (d) 

(e) (




















































































































































































