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Abstract
5-hydroxymethylfurfural (HMF) is a versatile renewable base chemical, which can be produced by the
acid-catalyzed dehydration of fructose. At this time HMF cannot yet compete with oil-based analogues,
such as p-xylene, due to the high costs of production. Future incentives to encourage the transition to a
bio-based economy may increase the feasibility of investing in a HMF production process, but only if an
efficient and cost-effective productionmethod is designed. Previous research showed promising results
using a reactive extraction unit. However, the selection of the organic solvent has a large influence on
both the overall yield, as well as on the energy requirements in the final recovery of the HMF in a
subsequent separation step. In this work, an intrinsically better, but hard to separate solvent, tri-butyl
phosphate (TBP), was compared to methyl isobutyl ketone (MIBK), a solvent which is easy to separate
from the HMF by distillation. The chosen method of separation for the TBP-HMF reaction mixture is
back-extraction, using an anti-solvent to transfer the HMF back to an aqueous phase. By using back-
extraction, it was possible to lower the energy (steam) requirements of a TBP-based process under the
benchmark calculated for a MIBK-based process by 18%. A drawback of the TBP-based process is its
increased complexity, leading to higher capital costs. A model was developed to assess the balance
between reduced steam demands and increased capital and operational costs. It was found that even
if an optimistic scenario for the effectiveness of the anti-solvent was used, the MIBK-based process
was superior across nearly all key performance indicators. Most indicative of the relative feasibility is
the minimum selling price of HMF (at a production of 20 kton/year), which is €1.85/kg or €1.64/kg, for
a TBP- and MIBK-based process respectively. The only area where the TBP-based process performs
slightly better is sustainability, with calculated emissions of 1.90 kgCO2eq/kg HMF compared to 1.97
kgCO2eq/kg HMF for a MIBK-based process.
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Nomenclature
Symbols

[] Concentration 𝑀

Δ𝐻፯ፚ፩ Heat of vaporization ፤ፉ
፤፠

𝜌 Density ፤፠
፦Ꮅ

𝜏 Non-dimensional residence time −

𝐶 Cost €

𝐷። Distribution coefficient of component 𝑖 −

𝐸 Energy 𝐽

𝐹 Factor −

𝑚 Mass 𝑘𝑔

𝑁 Number of stages −

𝑃 Pressure 𝑏𝑎𝑟

𝑄 Production rate ፤፭፨፧
፲፞ፚ፫

𝑆 Selectivity −

𝑆 Separation factor −

𝑆𝐹፫ፚ፭።፨ Solvent-to-feed ratio −

𝑇 Temperature °𝐶

𝑡 Time 𝑠

𝑇፛፨።፥ Boiling temperature °𝐶

𝑋 Conversion −

𝑥 Mass fraction −

𝑌 Yield −

Abbreviations

𝐴𝐶𝑀 Aspen custom modeler

𝐶𝐴𝑃𝐸𝑋 Capital expenditure

𝐶𝐶𝐹 Cumulative cash flow

𝐶𝐸𝑃𝐶𝐼 Chemical engineering plant cost index

𝐷𝐶𝐶𝐹 Discounted cumulative cash flow

𝐷𝑃𝐼 Direct permanent investment

𝐸𝑈𝐸𝑇𝑆 European Union emissions trading system
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viii Nomenclature

𝐺𝐻𝐺 Greenhouse gas

𝐻𝑀𝐹 5-Hydroxymethyl furfural

𝐼𝑆𝐵𝐿 Inside battery limit

𝐾𝑃𝐼 Key performance indicator

𝐿𝐶𝐴 Life cycle analysis

𝑀𝐼𝐵𝐾 Methyl isobutyl ketone

𝑀𝑆 Marshall and Swift

𝑀𝑆𝑃 Minimum selling price

𝑂𝑃𝐸𝑋 Operational expenditure

𝑂𝑆𝐵𝐿 Outside battery limit

𝑃𝐵𝑇 Pay-back time

𝑅𝐸 Reactive extraction

𝑅𝑂𝐼 Return on investment

𝑆𝐻𝐸 Safety, health and environment

𝑇𝐵𝑀 Total bare module

𝑇𝐵𝑃 Tri-butyl phosphate

𝑇𝑃𝐼 Total permanent investment
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1
Introduction

5-hydroxymethylfurfural (HMF) is widely described as a versatile renewable (green) base chemical
([1],[2],[3],[4],[5]). As with every chemical, an efficient and cost-effective production method is needed
to realize the full potential of HMF. HMF can be produced by the acid-catalyzed dehydration of fructose,
using water as a reaction medium.

C6H12O6
Fructose

H+

ዅኽH2O
C6H6O3

HMF

However, by-products (most notably humins, levulinic acid and formic acid) tend to be formed irre-
versibly in an aqueous environment, which is highly undesirable ([1],[3]). To mitigate this problem,
the HMF can be simultaneously extracted (using an organic solvent) from the reaction medium, in a
reactive extraction unit (schematically shown in Figure 1.1).

Figure 1.1: Schematic overview of HMF production using reactive extraction, where HMF is transferred to the organic phase after
reaction according to the favourable equilibrium. By using reactive extraction, higher yields can be achieved by the prevention
of excessive by-product formation.
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2 1. Introduction

Previous conceptual design studies at the TU Delft, by Matteo Ottocento [6], Rahul Ravindran [7] and
Niels van den Burg [8] indicated that reactive extraction using either MIBK (methyl isobutyl ketone) or
2-pentanol (Figure 1.2) could provide a viable option, although both have their respective drawbacks.
Following reactive extraction with MIBK or 2-pentanol, the organic solvent-HMF mixture can be sepa-
rated without too much difficulty using distillation.

More recent experimental research by Saidah Altway, suggests that using TBP (tri-butyl phosphate,
Figure 1.2) as the organic solvent may be an interesting option, as TBP has superior extraction proper-
ties to both MIBK and 2-pentanol in terms of selectivity and HMF distribution coefficient ([9], Appendix
A). The experimental data on the liquid-liquid equilibria of the different organic solvents in the bipha-
sic reaction system for HMF production provided by Saidah forms the foundation on which to model
the extraction of HMF, which is needed to obtain a quantitative model on which process-related and
economic decisions can be based.

Figure 1.2: Structure formulas, molecular mass and normal boiling points of the solvents under investigation.

The drawback of TBP is that the low volatility prevents the use of distillation as a viable option for the
separation of the final product. Therefore, in order to make use of the superior extraction properties of
TBP, a separation system, including the recovery (recycle) of TBP and the production of HMF at the
required purity, has to be designed and evaluated.

1.1. Research goals
The main objective of the project is to find the most viable method of producing HMF by making use of
reactive extraction and an adequate solvent recovery system. An important assumption in this project
formulation is that a process (for HMF production) based on reactive extraction will always perform
better overall than a process in which reaction and extraction are carried out in individual units. A main
interest is, to see whether it is more economically feasible to use a intrinsically better extractive solvent
(TBP), which cannot be recovered through distillation under standard conditions or a solvent (MIBK or
2-pentanol) with lower performance indicators (selectivity and distribution coefficient), which can easily
be recovered by distillation. Currently, three main knowledge gaps can be identified:

1. The ideal operating conditions for reactive extraction unit using TBP.

2. The benchmark figures for a distillation based recovery system for a process using MIBK or 2-
pentanol.

3. The ideal recovery structure for a HMF process using TBP.

In the context of this project ideal describes the optimal economic performance of a system.

To fill gaps in the current knowledge, the previous models, developed by M. Ottocento [6], for reac-
tive extraction will be adjusted to gain insight in the ideal operating conditions using TBP as the organic
phase. This will be done by adjusting the appropriate parameters such as the selectivity and distribu-
tion coefficients as found by experimental work on the liquid-liquid equilibria. The operating conditions
will then be selected and compared to the previous work, to ensure reproducability before continuing
the project.
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The benchmark figures for a distillation recovery system for a process using a volatile organic solvent
(such as MIBK) will be analyzed on a conceptual basis, resulting in simple calculations with reasonable
accuracy.

The design of an effective and efficient recovery structure for a TBP-HMF mixture requires multiple
aspects. Initially, a simple back-extraction method is explored. Throughout the research, this idea will
be built upon step-by-step to reduce the energy demands of a TBP based process below the bench-
mark figures for a MIBK based process, before continuing to the final phase of the project, where the
two options are evaluated in their totality.

Once the most optimal process configuration is found for both a process using TBP and a process
using a volatile organic solvent a cost estimation will be performed to compare both options (both initial
investment (CAPEX) and operational cost (OPEX)). An estimation will be made for the minimum selling
price of HMF and compared between the different process option to assess feasibility.

At the end of the project, knowledge has been gained on the ideal operating conditions and unit opera-
tions for a HMF production process using either TBP or MIBK as an organic solvent. More specifically,
the assessment will enable a verdict on the feasibility of such processes and put forward a recom-
mendation based on documented decision-making, conceptual calculations and process simulations
in combination with systematic financial estimations. The focus of this assessment will ultimately be
a balancing act of the reduced utility demands of using a better solvent versus the increased process
complexity of using a non-volatile organic solvent.

To conclude, the essence of this research project can be captured by the following sentence:

“A systematic comparison, on a basis of economics and sustainability, between TBP and
MIBK as an organic solvent for a process using reactive extraction to produce HMF.”





2
Optimization

The first research goal: to find the ideal operating conditions for the reactive extraction (RE) unit, was
targeted by optimization of model variables to meet specifications. To provide insight in the optimization
of the RE unit previously modeled in Aspen CustomModeler (ACM) by Matteo Ottocento (adapted ACM
code given in Appendix B), seven key concepts will first be discussed. Secondly, the methodology is
set out. Lastly, results are presented and discussed.

2.1. Concepts
Solvent characteristics
Key concepts to understand in the assessment of solvent characteristics are: solvent-to-feed ratio,
distribution coefficients and separation factors.

Solvent-to-feed ratio (Equation 2.1) is a term to describe the relative amount of organic solvent needed
compared to the aqueous feed in order to obtain the specified performance. As more solvent increases
energy requirement during separation, a low 𝑆𝐹፫ፚ፭።፨ is wanted.

𝑆𝐹፫ፚ፭።፨ =
𝑚፨፫፠,።፧
𝑚ፚ፪,።፧

(2.1)

The distribution coefficient of compound 𝑖, is given by Equation 2.2. A higher value indicates a higher
ratio of a compound in the organic phase compared to the aqueous phase. In the context of solvent
selection for a HMF process, a high 𝐷ፇፌፅ is desirable, as this will decrease the required 𝑆𝐹፫ፚ፭።፨

𝐷። =
𝑤ፎ፫፠።
𝑤ፇኼፎ።

(2.2)

An ideal solvent selectively extracts HMF from the aqueous phase. In reality, solvents are not perfectly
selective, and a small amount of water will be co-extracted with the HMF. This is undesirable, since this
additional water will have to be removed in following separation steps, increasing the energy demands
of the process. The extent to which a solvent is able to selectively extract HMF is given by the separation
factor (𝑆) of the organic solvent (Equation 2.3), the ratio of the distribution factors of HMF and water.

𝑆 = 𝐷ፇፌፅ
𝐷ፇኼፎ

(2.3)

Unit performance
Different solvent characteristics lead to varying performance in the reactive extraction unit. Key con-
cepts to understand in the assessment of the unit performance are: conversion, selectivity and yield.

Conversion (𝑋) is the measure for how much fructose has reacted, expressed as the ratio of reacted

5



6 2. Optimization

fructose and total fructose before the reaction was started (Equation 2.4). A high conversion is often
desirable, unless this strongly interferes with selectivity.

𝑋 = 𝐹𝑟𝑢𝑐𝑡𝑜𝑠𝑒ፑ፞ፚ፜፭፞፝
𝐹𝑟𝑢𝑐𝑡𝑜𝑠𝑒ፓ፨፭ፚ፥

(2.4)

The selectivity (𝑆, Equations 2.5-2.8) is an indication of the fraction of fructose which gets converted to
the desired product. The overall selectivity for fructose to HMF is given by,

𝑆 = 𝐻𝑀𝐹ፎ፮፭
𝐻𝑀𝐹ፓ፡፞፨፫፞፭።፜ፚ፥

(2.5)

Here, 𝐻𝑀𝐹ፓ፡፞፨፫፞፭።፜ፚ፥ is the maximum amount of HMF which could be formed, if all converted fructose
forms HMF. As multiple reactions occur within the system, a selectivity is also introduced for the dehy-
dration of the fructose to HMF and for the degradation of HMF.

𝑆ፃ፞፡፲፝፫ፚ፭።፨፧ =
𝐻𝑀𝐹ፏ፫፨፝፮፜፞፝
𝐻𝑀𝐹ፓ፡፞፨፫፞፭።፜ፚ፥

(2.6)

𝑆ፇፌፅ =
𝐻𝑀𝐹ፎ፮፭

𝐻𝑀𝐹ፏ፫፨፝፮፜፞፝
(2.7)

Note that 𝐻𝑀𝐹ፎ፮፭ ≤ 𝐻𝑀𝐹ፏ፫፨፝፮፜፞፝, as the HMF partially gets converted to by-products before being ex-
tracted to the organic phase. Naturally, since the overall selectivity is comprised of these two individual
factors, it can also be expressed by,

𝑆 = 𝑆ፃ፞፡፲፝፫ፚ፭።፨፧𝑆ፇፌፅ (2.8)

The final performance indicator is the yield (𝑌), which is used to compare the final amount of HMF
leaving the reactive extraction unit to the theoretical maximum amount of HMF which could be formed
(Equations 2.9 and 2.10).

𝑌 = 𝐻𝑀𝐹ፎ፮፭
𝐻𝑀𝐹ፓ፡፞፨፫፞፭።፜ፚ፥

(2.9)

This equation looks very similar to Equation 2.5 for selectivity, however, this time the value𝐻𝑀𝐹ፓ፡፞፨፫፞፭።፜ፚ፥
is computed for all fructose in the system instead of only the reacted fraction of fructose. The yield is a
result of the amount of fructose converted and the selectivity of the conversion of the fructose and can,
therefore, also be expressed by,

𝑌 = 𝑋𝑆 (2.10)

Residence time
Residence time, defined as the average time a molecule stays in the reactive extraction unit can be
used to compare different configurations. However, this is not very useful, as temperature and catalyst
concentration both enormously affect the reaction rate. Therefore, it is more useful to use a residence
time expressed in units of the characteristic time of reaction.The characteristic time of reaction, defined
as the time at given conditions (temperature and catalyst concentration) at which the concentration
of HMF reaches a maximum value in the reaction mixture, can aid in selecting the proper residence
time in the RE unit. Therefore, it is useful to compute these values in the possible operational range.
Characteristic times of reaction were computed for temperatures between 80 and 200°C, at 20°C in-
tervals and catalyst concentrations between 0.5 and 2 mol/L HCl, at 0.25 mol/L intervals. The results
are presented in Table 2.1. These values are used for the analysis in Section 2.3.
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Table 2.1: Characteristic times of reaction, given in minutes, for a wide range of temperatures and catalyst concentrations.

T
(°C)

[HCl]
(M) 0.5 0.75 1 1.25 1.5 1.75 2

80 1.28E+03 6.85E+02 4.38E+02 3.09E+02 2.31E+02 1.81E+02 1.48E+02
100 1.35E+02 7.16E+01 4.53E+01 3.17E+01 2.39E+01 1.87E+01 1.52E+01
120 1.68E+01 8.82E+00 5.53E+00 3.90E+00 2.92E+00 2.28E+00 1.84E+00
140 2.43E+00 1.27E+00 7.98E-01 5.56E-01 4.13E-01 3.21E-01 2.59E-01
160 4.05E-01 2.08E-01 1.31E-01 9.11E-02 6.76E-02 5.25E-02 4.22E-02
180 7.55E-02 3.82E-02 2.36E-02 1.79E-02 1.32E-02 1.01E-02 8.05E-03
200 1.66E-02 8.37E-03 5.14E-03 3.52E-03 2.58E-03 1.99E-03 1.73E-03

2.2. Methodology
Table 2.2: Process variables.

Parameter Variable type Lower boundary Upper boundary Note
S/F ratio Fixed 1 15 Minimize
𝜏 (s) Fixed - - -

𝐶ፅ፫፮፜፭፨፬፞,ኺ (M) Fixed 0.37 1 Validity range
𝐶ፇፂ፥,ኺ (M) Fixed 0.045 2 Validity range
T (°C) Fixed 88 140 Validity range
P (bar) Free - - Safety
𝑁ፒ፭ፚ፠፞፬ Fixed - - Minimize

Conversion Free - 1 Maximize
𝑆፫፞ፚ፜፭።፨፧ Free 0.9 1 Requirementኻ

𝑆ፃ፞፡፲፝፫ፚ፭።፨፧ Free - 1 Maximize
𝑆ፇፌፅ Free - 1 Maximize
Yield Free 0.85 1 Requirement
𝑤ፎ፫፠H2O Free 0 1 Minimize

[1] It will be shown in the Analysis subsection that this requirement cannot be met realistically, yield will be the main performance
indicator of the system.

Since this optimization problem has many variables and equations describing the system, an attempt to
solve the problem analytically has not proven to be an effective approach. However, this problem lends
itself perfectly to an informed decision, after considering all the individual effects of parameter changes,
which is what was focused on during the initial stage of the project. The set requirements and evaluated
process parameters are given in Table 2.2. The main differences between the three solvents are the
distribution coefficient and separation factor. Average values (experimentally determined by Saidah
Altway) were used and are given in Table 2.3.

Table 2.3: Solvent characteristics.

TBP MIBK 2-pentanol
𝐷ፇፌፅ 3.15 2.16 2.45
𝑆 53.31 55.03 21.28

The evaluated parameters in the model are independent of the feed flow rate, since the volume is set
as a free variable and the system is at equilibrium at all times. Nevertheless, an estimate for the feed
flow rate was made, to increase the resemblance with the final process and to hopefully prevent any
computational (convergence) problems at a later stage. This estimate is based on an annual HMF
production of 20 kton at 8000 operational hours.

𝜙፧,ፅ፫፮፜፭፨፬፞ =
𝑚ፇፌፅ,ፎ፮፭

𝑀ፇፌፅ𝑡፨፩፞፫ፚ፭።፨፧ፚ፥𝑌𝑖𝑒𝑙𝑑
(2.11)
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𝜙፧,ፅ፫፮፜፭፨፬፞ = 2.3 ⋅ 10ኾ
𝑚𝑜𝑙
ℎ𝑜𝑢𝑟 (2.12)

𝜙፦,ፅ፞፞፝ =
𝜙፧,ፅ፫፮፜፭፨፬፞ ⋅ 𝜌ፅ፞፞፝
𝐶ፅ፫፮፜፭፨፬፞,ፅ፞፞፝ ⋅ 10ኽ

(2.13)

𝜌ፅ፞፞፝ ≈ 𝜌H2O = 1 ⋅ 10ኽ
𝑘𝑔
𝑚ኽ (2.14)

𝐶ፅ፫፮፜፭፨፬፞,ፅ፞፞፝ = 0.5𝑀 (2.15)

𝜙፦,ፅ፞፞፝ = 4.6 ⋅ 10ኾ
𝑘𝑔
ℎ𝑜𝑢𝑟 (2.16)

2.3. Results and discussion
Residence time
As can be expected conversion increases with residence time, as the reaction mixture can simply
react for a longer period of time. This positively influences the amount of fructose which is dehydrated
to HMF. An opposite effect is seen for the HMF selectivity, as the HMF has more time to degrade
at longer residence times. These competing effects, result in a optimal residence time in which the
function of conversion and overall selectivity attains its maximum value. This optimal residence time
was determined empirically,

𝜏ፎ፩፭።፦፮፦ =
5
8𝑡፜፡ፚ፫ፚ፜፭፞፫።፬፭።፜ (2.17)

Figure 2.1: RE unit performance at different residence times, made non-dimensional using the characteristic time of reaction
(፭ᑔᑙᑒᑣᑒᑔᑥᑖᑣᑚᑤᑥᑚᑔ). ፒ/ፅ ዆ ኼ, ፂᐽᑣᑦᑔᑥᑠᑤᑖ,Ꮂ ዆ ኺ.኿ፌ, ፓ ዆ ኻኾኺ°ፂ, ፂᐿᐺᑝ,Ꮂ ዆ ኺ.኿ፌ, ፍᑊᑥᑒᑘᑖᑤ ዆ ኿.

This value can be visually confirmed by examining Figure 2.1. In the final process design, recycle of
unreacted fructose is also considered. Therefore, it might be beneficial to operate at a lower residence
time, as overall conversion is higher than single-pass conversion.

Catalyst (HCl) concentration
At first glance from Figure 2.2 it seems that a high HCl concentration is better across the board for
all performance indicators. While this is theoretically true, it does not show any drawbacks for using a
more corrosive reactive medium. At this point the use of a high catalyst concentration can unfortunately
not been pushed aside for that qualitative line of reasoning, especially since it will otherwise be nearly
impossible to fulfill the requirements of the current project within the validity limits of the system.
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Figure 2.2: RE unit performance as a function of ፂᐿᐺᑝ,Ꮂ. ፒ/ፅ ዆ ኼ, ፂᐽᑣᑦᑔᑥᑠᑤᑖ,Ꮂ ዆ ኺ.኿ፌ, ፓ ዆ ኻኾኺ°ፂ, Ꭱ ዆ ኺ.኿፭ᑔᑙᑒᑣᑒᑔᑥᑖᑣᑚᑤᑥᑚᑔ,
ፍᑊᑥᑒᑘᑖᑤ ዆ ኿.

To further study the effect of catalyst concentration, temperature was set constant (140°C). The results
are shown in Figure 2.3. As previously known, higher catalyst concentration leads to a decrease in
minimum S/F ratio. What this new analysis does show, is that the optimum residence time is not
constant (as previously assumed), but is correlated with the inverse catalyst concentration, as indicated
by the white dashed line in Figure 2.4. It also unveils that operations need to be carried out at high
([𝐻𝐶𝑙] > 1.75𝑀) catalyst concentrations to achieve feasible S/F ratios (indicated by red dashed outline
in Figure 2.4).

Temperature
To study the effect of temperature, catalyst concentration was set constant (2𝑀). The results are shown
in Figure 2.5. As expected, operating at higher temperatures decrease the minimum S/F ratio required.
Interesting to note is that residence time does not seem to influence the S/F ratio greatly across the full
temperature range, as can be seen clearly in Figure 2.6. Initially, at low residence times (red dashed
region), conversion is the main limiting factor, although at high temperatures this already results in a
very decent S/F ratio. In the second region (green dashed), selectivity is still high, while conversion
increases steadily. In the last region (blue dashed), selectivity is decreasing while conversion eventually
reaches the maximum value. Considering that the final design may very well incorporate a recycle to
reduce the importance of single-pass conversion, while reducing by-product formation will always be a
priority, lower residence times are preferred over higher residence times at all temperatures.
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Figure 2.3: S/F ratio (water saturated TBP as organic phase) at 85% yield and specified temperature of 140°C. Manipulated
variables: catalyst concentration and non-dimensional residence time. 3-D plot.

Figure 2.4: S/F ratio (water saturated TBP as organic phase) at 85% yield and specified temperature of 140°C. Manipulated
variables: catalyst concentration and non-dimensional residence time. 2-D plot (Ꭱ, [ፇፂ፥]-plane). Minima are found along the
dashed white line, while the feasible region is indicated by the red dashed outline.



2.3. Results and discussion 11

Figure 2.5: S/F ratio (water saturated TBP as organic phase) at 85% yield and specified catalyst concentration of 2ፌ. Manipu-
lated variables: temperature and non-dimensional residence time. 3-D plot.

Figure 2.6: S/F ratio (water saturated TBP as organic phase) at 85% yield and specified catalyst concentration of 2ፌ. Manip-
ulated variables: temperature and non-dimensional residence time. 2-D plot (Ꭱ, ፓ-plane). Three distinct regimes are indicated,
showing a competing effect of conversion and selectivity. Red: Low conversion. Green: Conversion limited. Blue: Selectivity
limited.

S/F ratio
An increased S/F ratio ensures a higher selectivity as the HMF is extracted faster from the aqueous
reaction mixture, the HMF has less time to degrade to HMF-Humins, levulinic acid and formic acid. The
yield as a function of S/F ratio seems to follow a logarithmic trend, approaching a limit induced by the
dehydration selectivity, which is independent of the S/F ratio (only a function of catalyst concentration).
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The conversion is positively affected by an increased solvent amount, although this effect is marginal
(+0.5% from S/F=1 to S/F=3).

Figure 2.7: RE unit performance at different S/F ratios. ፂᐽᑣᑦᑔᑥᑠᑤᑖ,Ꮂ ዆ ኺ.኿ፌ, ፓ ዆ ኻኾኺ°ፂ, ፂᐿᐺᑝ,Ꮂ ዆ ኺ.኿ፌ, Ꭱ ዆ ኺ.኿፭ᑔᑙᑒᑣᑒᑔᑥᑖᑣᑚᑤᑥᑚᑔ,
ፍᑊᑥᑒᑘᑖᑤ ዆ ኿.

Although more solvent leads to a better performance, it is still a main interest to keep the amount of
solvent to a minimum for the given process requirements, as less solvent means less energy needed
in downstream processing of the organic phase. The result of the simulations showing these effects is
given in Figure 2.7

Number of stages
Increasing the number of stages has the benefit of increased conversion at the cost of a larger unit.
Since the trade-off is hard to quantitatively assess at this stage, the number of stages was kept constant
at 5 stages. In this way, at least an honest comparison can be made between the three solvents,
considering a higher/lower intrinsic conversion characteristics.

Operating conditions
In the following section the optimal operating conditions are given for two requirement sets (Tables 2.4
and 2.5). The procedure was constant, using optimal settings, while increasing S/F ratio until require-
ments were met (illustrated by Figure 2.8).

Yield above 85%

Table 2.4: Operating conditions at 85% yield.

TBP MIBK 2-pentanol
S/F ratio 2.6 3.7 3.2
𝜏 (s) 10.3 10.3 10.3
𝐶ፅ፫፮፜፭፨፬፞,ኺ (M) 0.5 0.5 0.5
𝐶ፇፂ፥,ኺ (M) 2 2 2
T (°C) 140 140 140
P (bar) 19.2 19.2 19.2
𝑁ፒ፭ፚ፠፞፬ 5 5 5
Conversion 0.984 0.984 0.989
𝑆፫፞ፚ፜፭።፨፧ 0.865 0.865 0.861
𝑆ፃ፞፡፲፝፫ፚ፭።፨፧ 0.922 0.922 0.922
𝑆ፇፌፅ 0.938 0.938 0.934
Yield 0.851 0.851 0.851
𝑤ፎ፫፠H2O 0.046 0.030 0.071
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Figure 2.8: Analysis of feasible S/F region (meeting requirements).

Yield at 90% and SReaction above 90%

Table 2.5: Operating conditions at 90% yield and above 90% overall selectivity.

TBP MIBK 2-pentanol
S/F ratio 9.5 13.4 8.1
𝜏 (s) 10.3 10.3 10.3
𝐶ፅ፫፮፜፭፨፬፞,ኺ (M) 0.5 0.5 0.5
𝐶ፇፂ፥,ኺ (M) 2 2 2
T (°C) 140 140 140
P (bar) 19.2 19.2 19.2
𝑁ፒ፭ፚ፠፞፬ 5 5 5
Conversion 0.994 0.993 0.999
𝑆፫፞ፚ፜፭።፨፧ 0.906 0.906 0.901
𝑆ፃ፞፡፲፝፫ፚ፭።፨፧ 0.921 0.921 0.921
𝑆ፇፌፅ 0.983 0.984 0.979
Yield 0.900 0.900 0.900
𝑤ፎ፫፠H2O 0.046 0.031 0.066

Analysis
Since the two sets of process requirement produce distinctly different results, they will be discussed
individually, as this will naturally lead to the drawn conclusions.

Yield above 85%

At a yield of 85% results of the simulation point to expected results. Since TBP has a higher affin-
ity for HMF than MIBK or 2-pentanol, the amount of solvent employed is lowest. Furthermore, it can be
noted that TBP performance across the board matches MIBK performance closely, except for a higher
water content of the organic phase. However, the total amount of water extracted is balanced out by
the lower amount of solvent. On the other hand, 2-pentanol has some interesting characteristics, with
the conversion being slightly higher at comparable yield, due to the reduced selectivity of the solvent,
due to a lower separation factor. The lower separation factor also leads to a higher amount of water
being extracted.
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Yield at 90% and SReaction above 90%

Unexpectedly, at a yield of 90% it seems less 2-pentanol would be needed than TBP, although both
the distribution coefficient and separation factor of 2-pentanol indicate poorer solvent performance. Al-
though the fraction of water in the organic phase is still higher in 2-pentanol (𝑤H2O

ᑆᑣᑘ is not strongly
affected by S/F ratio), which increases downstream energy cost, this does not justify the use of TBP in
itself.

Investigation of the simulation results unveiled a probable culprit for these deviating results, namely
the catalyst concentration along the stages. The catalyst concentration in the final stage is given in
Table 2.7.

Table 2.6: Catalyst concentration in final stage. ፍᑊᑥᑒᑘᑖᑤ ዆ ኿, ፂᐿᐺᑝ,Ꮂ ዆ ኼፌ, ፒ/ፅ ዆ ዂ

TBP MIBK 2-pentanol
𝐶ፇፂ፥ 3.8 2.9 6.0

Clearly, the increase in catalyst concentration is substantial, especially for 2-pentanol. This drives
conversion up to nearly 100% at lower S/F ratios. This yields the results invalid, as the range of validity
for the reaction model is limited to a HCl concentration of 2M. Furthermore, a H3O+ concentration of 6M
would indicate a theoretical pH of -0.8, which would be highly acidic (corrosive). It is proposed that the
increase in catalyst concentration is purely an effect of water being transported into the organic phase,
under the model assumption that HCl cannot transfer to the organic phase. An analysis of the final
catalyst concentration was carried out to quantify this effect. First a crude mass balance on the water
is implemented, neglecting the minor contribution of the dehydration of fructose,

𝑚ፎ፫፠H2O,ፎ፮፭ = 𝐹
𝑆
𝐹
𝑤ፎ፫፠H2O

𝑤ፎ፫፠ፎ፫፠
(2.18)

𝑚ፀ፪H2O,ፎ፮፭ = 𝐹𝑤
ፀ፪
H2O,ፈ፧ −𝑚

ፎ፫፠
H2O,ፎ፮፭ (2.19)

𝑚ፀ፪H2O,ፎ፮፭ = 𝐹[𝑤
ፀ፪
H2O,ፈ፧ − 𝑅ፒፅ

𝑤ፎ፫፠H2O

𝑤ፎ፫፠ፎ፫፠
] 𝑤𝑖𝑡ℎ 𝑅ፒፅ =

𝑆
𝐹 (2.20)

This is then used to describe the final HCl concentration in terms of the initial concentration,

[𝐻𝐶𝑙]ፎ፮፭ = [𝐻𝐶𝑙]ኺ
𝑚ፀ፪H2O,ፈ፧

𝑚ፀ፪H2O,ፎ፮፭
(2.21)

[𝐻𝐶𝑙]ፎ፮፭ = [𝐻𝐶𝑙]ኺ
𝑤ፀ፪H2O,ፈ፧

𝑤ፀ፪H2O,ፈ፧ − 𝑅ፒፅ
፰ᑆᑣᑘH2O

፰ᑆᑣᑘᑆᑣᑘ

(2.22)

All that is needed are the relations defining the weight fractions, which are approximated by,

𝑤ፀ፪H2O,ፈ፧ = 1 − 𝑤
ፀ፪
ፅ፫፮፜፭፨፬፞,ፈ፧ −𝑤ፀ፪ፇፂ፥,ፈ፧ (2.23)

𝑤ፎ፫፠Org,ፎ፮፭ = 1 − 𝑤
ፎ፫፠
H2O,ፎ፮፭ −𝑤

ፎ፫፠
ፇፌፅ,ፎ፮፭ (2.24)

𝑤HMF,ፎ፮፭ =
1

𝑌𝑖𝑒𝑙𝑑[𝐹𝑟𝑢𝑐𝑡𝑜𝑠𝑒]ኺ𝜌ፀ፪𝑅ፒፅ
(2.25)

Combining the relations above yields,

[𝐻𝐶𝑙]ፎ፮፭(𝑅ፒፅ , 𝑤ፎ፫፠H2O ) =
1.68

0.84 − 𝑅ፒፅ[𝑤ፎ፫፠H2O −
ኺ.ኺ኿
ፑᑊᐽ
]

(2.26)
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This equation is plotted in Figure 2.9, which shows the increase in HCl concentration with increasing
S/F ratios. All constants and assumptions for this calculation are given in Table 2.7.

Table 2.7: Parameters and assumptions in predicting [ፇፂፋ]ᑆᑦᑥ.

Parameter Value Assumption
𝑤ፀ፪H2O,ፈ፧ 0.84 -
𝜌ፀ፪ (

፤፠
፦Ꮅ ) 1000 Constant

𝑤ፎ፫፠H2O,ፎ፮፭ - Constant, effect of dehydration negligible
𝑤ፎ፫፠ፎ፫፠,ፎ፮፭ - 𝑓(𝑅ፒፅ), all HMF in organic phase
[𝐻𝐶𝑙]ኺ 2 -
Yield 0.9 Theoretical

Figure 2.9: Expected final catalyst concentration for the solvents at a yield of 90%.

Since the transfer of water from the aqueous to the organic phase is responsible for the increasing HCl
concentration, the problem can possibly be prevented by using a organic feed which is saturated with
water (based on the final composition, 𝑤ፎ፫፠H2O,ፈ፧ = 𝑤

ፎ፫፠
H2O,ፎ፮፭). As can be expected, by feeding the organic

phase to the RE unit, with an amount of water corresponding to the final equilibrium value, no additional
water is co-extracted in the unit, ensuring that the catalyst concentration remains constant along the
stages. This solution will not greatly affect the performance of the system, since a similar amount of
water and solvent is leaving the system for further separation compared to using a pure organic feed.
The water which would normally get extracted to the organic phase, will leave the system in the depleted
aqueous phase leaving the RE unit. When this is considered, different operating conditions are found.
These are given in Table 2.8. These results are more in line with both the expectation and the given
validity limits of the kinetic model.
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Table 2.8: Operating conditions at 90% yield and above 90% overall selectivity, saturated organic feed.

TBP MIBK 2-pentanol
S/F ratio 34 50 39
𝜏 (s) 11 11 11
𝐶ፅ፫፮፜፭፨፬፞,ኺ (M) 0.5 0.5 0.5
𝐶ፇፂ፥,ኺ (M) 2 2 2
T (°C) 140 140 140
P (bar) 19.2 19.2 19.2
𝑁ፒ፭ፚ፠፞፬ 5 5 5
Conversion 0.980 0.980 0.981
𝑆፫፞ፚ፜፭።፨፧ 0.918 0.918 0.916
𝑆ፃ፞፡፲፝፫ፚ፭።፨፧ 0.922 0.923 0.922
𝑆ፇፌፅ 0.994 0.995 0.994
Yield 0.900 0.899 0.900
𝑤ፎ፫፠H2O 0.048 0.031 0.073

Conclusion
Since the goal of the project is to find an optimal process, in which the least amount of energy is em-
ployed per unit of HMF produced, the produced data must be interpreted in a wider context than only
the RE unit. As separation of HMF from MIBK or 2-pentanol can be achieved using distillation, while
HMF and TBP cannot due to close relative volatility, it is of key importance that RE performance of
TBP is distinctly better than the MIBK or 2-pentanol performance, to allow for extra unit operations in
downstream processing of the TBP-HMF product stream.

For a yield of 85% it can be concluded that TBP may indeed be a feasible solvent, justifying any further
examination of the proposed system. However, for a yield of 90%, it was found that non of the three
solvents can realistically meet the target at a low S/F ratio. Furthermore, the used model introduces
a clear problem at these high S/F ratios as previously described, leading to the false conclusion that
2-pentanol may actually perform better than TBP. To mitigate this limitation a (water) saturated organic
feed can be introduced, to prevent any significant changes in the aqueous phase volume. Once this
was taken into account TBP was indeed found to have the best performance.

Considering the results of the initial investigation it was needed to reconsider some of the choices
made in the optimal operating conditions for the MIBK and 2-pentanol systems. It will benefit the accu-
racy of the results to either redesign the Aspen Custom Modeler unit or to set the process requirement
to a yield of 85%. Since the former will be too time consuming and defer progress to the final objective,
it is chosen to adjust the process requirement accordingly, as to adhere to a more reliable regime of
the model.

Newly simulated data supports many of the previously drawn conclusions, especially the need of high
catalyst concentration. Increasing the temperature beyond 140 °C may lead to even better perfor-
mance of the RE unit in terms of S/F ratio, although this will lead to very short residence times, which
may bring into question whether it is valid to assume that all stages immediately reach their equilibrium
position. Lastly, considering the ideal residence time, it was found that this is not a constant fraction
of the characteristic time for all catalyst concentrations. The trend for the ideal residence time was
described and can be used going forward.
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Separation

Since separation of HMF and TBP by distillation is not a possibility, due to a small difference in relative
volatilities and the risk of degrading the final product at high temperatures, a different option had to be
explored. To this extent back-extraction was selected.

3.1. Back-extraction
The recovery of TBP from the product mixture can be achieved by back-extraction of HMF into an
aqueous phase. Doing so mitigates the difficulty of separation of HMF and TBP based on relative
volatilities. First, the principles behind back-extraction are explained, after which the complexity will be
increased from an equilibrium stage, to a continuous column, finally resulting in a conceptual approach
to close the gap between energy consumption for a MIBK and a TBP based process.

Principles
As for extraction, the driving force for back-extraction is the chemical equilibrium of the solute distributed
between the two phases. The mixture coming from the RE unit is a stable single phase, but subsequent
phase separation can be achieved by adding a co-solvent or varying the temperature of the mixture.
In the context of this project, the option of back-extracting the HMF to an aqueous phase, from which
it can be separated by distillation, is investigated.

An analogy to a different process shows that the back-extraction principle can be very effective. Lac-
tic acid for example can be back-extracted with single stage recoveries up to 80% ([10],[11],[12]). It
should be noted that these high values are only obtained once a proper anti-solvent is selected, which
decreases the affinity of the solute for the organic phase. Furthermore, the back-extraction is carried
out at an elevated temperature to promote the effective back-extraction.

Co-solvent
To make an initial assessment of suitable anti-solvents, a list of eleven solvents was compiled (Table
3.1). The main selection criteria were: polarity, boiling point and density. Apolar solvents should be
good candidates, since they are likely to have low solubility in water and negatively impact the affinity
of HMF for the organic phase. The performance of these solvents were then analysed using Aspen
Plus (Section 3.1).

17
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Table 3.1: Solvents selected for screening.

Solvent Tboil (°C) ρ (kg/m3)
Pentane 36 626
Hexane 68 655
Heptane 98 684
Benzene 80 876
Cyclohexane 81 779
Cyclopentane 49 751
Cyclohexene 83 811
2-methylpentane 60 653
3-methylpentane 63 664
1,4-cyclohexadiene 88 847
Methylcyclopentane 72 749

Simulation
Since screening all potential co-solvents in a lab environment would take too much time, simulations
(Aspen Plus) were used to assess all candidates. The first step in generating meaningful results is
setting up the properties database. All co-solvents, along with water, HMF and TBP were loaded.
Binary interaction (NRTL) parameters were given as an input for the regressed TBP-HMF-water system.
Further binary parameters were either taken from the Aspen database when available or estimated by
a UNIFAC group contribution method.

Figure 3.1: Aspen Plus setup for liquid-liquid equilibrium (LLE) simulation.

Secondly, the flowsheet was set up to imitate a single stage equilibrium experiment, as seen in Fig-
ure 3.1. Since all organic solvents have a lower density than water, the organic phase will leave the
decanter model in the top stream. To validate the setup, the lab experiment for a TBP-HMF-water
system was reproduced. As can be seen in Figure 3.2, the experiment and simulation show good
agreement, although the performance at lower initial HMF concentration (right-hand side of the graph,
corresponding to higher DHMF values) does slightly deviate, resulting in a simultaneous over-prediction
of separation factor and slight under-prediction in distribution coefficient, which indicates less water
and less HMF are extracted to the organic phase in the simulation.
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Figure 3.2: Comparison of experimental and simulation results of the TBP-HMF-water.

To check for distinct differences between the potential anti-solvents a relatively simple procedure was
followed. First, the solvents were mixed in varying mass ratios (wash to feed, W/F, ratios of 0.5, 1 and
2) to a stream with the composition similar to the organic phase coming from the RE unit (𝑥ፓፁፏ = 0.93,
𝑥ፇፌፅ = 0.02 and 𝑥ፇኼፎ = 0.05). These results are given in Figure 3.3 and show three key aspects:

1. Benzene exhibits superior anti-solvent properties.

2. All candidates (except) benzene perform approximately equally well.

3. Back-extraction yields aqueous solutions of 0.5wt% HMF at given specifications.

Figure 3.3: HMF content in the aqueous phase (equilibrium composition) for different anti-solvents. Feed is given by the TBP-
HMF-water mixture from RE unit. W/F ratios given on a mass basis.

Building on these insights, benzene is the most promising candidate, which will be further investigated.
Other solvents perform very similarly, so secondary considerations, such as SHE aspects and availabil-
ity, should be taken into account in selecting the next best option. For the purpose of deeper analysis,
2-methylpentane, which seems to achieve its maximum aqueous HMF concentration at a higher W/F
ratio, and hexane, which was found to separate the least amount of water into the aqueous phase,
were selected.

Subsequently, the simulation setup was used to find equilibrium compositions for systems with a 1:1 ra-
tio of organic phase (TBP + anti-solvent) and aqueous phase (water + HMF), with a initial HMF content
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varying from 5 to 50 wt%. From these compositions, distribution coefficients were derived, according
to:

𝐷ፀ፪ፇፌፅ =
𝑥ፀ፪ፇፌፅ
𝑥ፎ፫፠ፇፌፅ

(3.1)

The results for an organic phase of anti-solvent with TBP (1:1) and a purely anti-solvent organic phase
are given in Figures 3.4 and 3.5 respectively. In both cases pure TBP is included as a benchmark. As
expected the pure anti-solvents do a relatively better job at removing the HMF from the organic phase,
with distribution coefficients close to 1, whereas the TBP + anti-solvent mixtures perform poorly, es-
pecially at higher initial HMF concentrations. Poor performance at high HMF concentrations does,
however, not necessarily prevent the use of the anti-solvent, as the final process will only have low
HMF concentrations, due to the amount of solvent used in the RE unit.

Lastly, the effect of temperature on the distribution coefficient (𝐷ፎ፫፠ፇፌፅ), was studied. As seen in Fig-
ure 3.6, increasing the temperature leads to a decrease in distribution coefficient, implying a higher
HMF concentration in the organic phase. Interestingly, pure TBP seems to exhibit this effect even
more strongly than the mixed organic solvents at high temperatures, which is in contradiction with a
previous assumption that the distribution coefficient of HMF in TBP would remain stable in the temper-
ature range of the RE unit.

Figure 3.4: Comparison of the distribution coefficient (ፃᐸᑢᐿᑄᐽ) between different TBP + anti-solvent mixtures.

Figure 3.5: Comparison of the distribution coefficient (ፃᐸᑢᐿᑄᐽ) between different (pure) anti-solvents.
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Figure 3.6: The effect of temperature on the distribution coefficient (ፃᑆᑣᑘᐿᑄᐽ). The distribution coefficient is inversely proportional
to temperature.

Aspen Plus difficulties
On closer inspection of the ternary diagrams, data for 2-methylpentane (and possibly hexane), proves
to be unreliable. As can be seen in Figure 3.7, tie lines cross, which should not be possible, since this
implies that there are compositions at which the system will not go to two equilibrium compositions.
To check whether the simulation does produce results of the expected order of magnitude, a simple
mass balance calculation was performed, based on literature solubility data for a hexane-HMF-water
assuming a weighted average mixing law for the solubilities ([13],[14]). This confirms a mass fraction
of around 0.5 wt% HMF in the aqueous phase at a W/F ratio of 1.

Figure 3.7: Ternary diagram 2-methylpentane-HMF-water. Magnified section shows crossing of tie-lines. Tie-line density was
increased in this area to magnify this effect.
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3.2. Single equilibrium stage
Up to this point, effectively a single equilibrium stage setup was studied. Simulations showed that it
is possible to decrease the distribution factor for HMF with respect to the organic phase by adding
an anti-solvent, or by increasing the temperature. However, resulting aqueous solutions of HMF still
have a very low HMF concentration, leading to infeasible subsequent process designs, as relatively
large quantities of water have to be evaporated to obtain a small amount of HMF. At this point, the
possibility of using back-extracting for the separation of a TBP-HMF-water mixture does not yet look
very promising. Therefore, a next step had to be made away from a single stage model to a continuous
column, which provides the opportunity of recovering a larger fraction of HMF.

3.3. Continuous column
Building on the simulations and insights of the single stage model, it was simulated whether continuous
back-extraction could be competitive with a MIBK distillation-based process. The composition of the
input stream for the counter-current column was given by the RE model (Table 3.2).

Table 3.2: Composition of feed streams for TBP and MIBK (benchmark) process.

TBP MIBK
𝑥ፇፌፅ 0.02 0.01
𝑥ፇኼፎ 0.05 0.03
𝑥ፎ፫፠ 0.93 0.96

Matlab was then used to compute what fraction of HMF was extracted (Appendix C) and used as an
input for a minimization problem of two variables in which hexane to feed ratio and water to feed ratio,
were adjusted to find the minimum energy requirement based on heat of vaporization (Table 3.3). The
number of stages was fixed at 10. The extracted fraction of HMF is plotted in Figure 3.8

Table 3.3: ጂፇᑧᑒᑡ values used in calculations.

Δ𝐻፯ፚ፩ (kJ/kg)
Water 2257
MIBK 405
Hexane 335
Heptane 320

Figure 3.8: Fractional extraction of HMF as a function of hexane and water to feed ratio.
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The simulation provides an insight in the combination of variables resulting in the lowest energy re-
quirement (Figure 3.9).

Figure 3.9: Energy landscape as a function of the hexane/TBP and water/feed ratios.

In Figure 3.10 the results are plotted against the MIBK benchmark figure, which shows that by using a
single stage at the given inlet composition the minimum energy requirement is around 3 times that of
the benchmark.

Figure 3.10: Estimated energy demand on a HMF mass basis, showing the influence of additional water.

A possible explanation is, that to extract a decent quantity of HMF too much water needs to be added,
tremendously increasing the overall energy demand of the process. This idea is reinforced by looking
at the relative contributions from energy use for either the recovery of organic solvent, or water, across
the three processes (Figure 3.11). This negates any positive performance effects TBP has in the RE
unit.
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Figure 3.11: Comparison between the different organic solvents. Energy demand is split in two categories: evaporation of solvent
and evaporation of water.

Another aspect to note is, that while the MIBK-based process outperforms the TBP-based process, the
energy demand is still high for both in terms of HMF produced. Therefore, an idea worth exploring is,
if lower energy requirements can be achieved by increasing the HMF fraction in the reaction mixture.
In turn, this will provide the added benefit of reducing the amount of water needed for reasonable
extraction.

3.4. Conceptual design approach
Examining the problem in a more conceptual manner, the task at hand is split in two sub-problems.
First, it was shown that back-extraction is not feasible at low HMF concentrations. In order to circum-
vent this issue, the maximum HMF concentration in the reaction mixture was determined to improve
performance. This was done numerically, with the highest concentration (20.0 wt%) being found at a
high temperature (200°C), high catalyst concentration (2M) and high initial fructose concentration (2M)
(Figure 3.12). From these concentrations the maximum achievable concentration after the RE unit was
calculated considering an extraction factor of 1 in an infinite length extraction column. Minimum S/F
ratio followed from this, since,

𝐸 = 𝑆
𝐹፦።፧

𝐷ፇፌፅ (3.2)
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Figure 3.12: Concentration profile of the reaction mixture. T=200 °C, [HCl]=2M, [Fructose]=2M.

Additionally, the minimum S/F ratio for the RE model was also reevaluated, with a focus on high final
concentration, while keeping yield at a minimum of 85%. This was possible by increasing the tempera-
ture and initial fructose concentration. The compositions used in further calculations are given in Table
3.4

Table 3.4: Composition of streams after first extraction stage (reactive extraction) for TBP and MIBK (benchmark) process.
Parameters used in calculation for back-extraction.

TBP MIBK
RE model Reaction model RE model Reaction model

𝑥ፇፌፅ 0.29 0.54 0.23 0.38
𝑥ፇኼፎ 0.04 0.03 0.02 0.02
𝑥ፎ፫፠ 0.67 0.43 0.75 0.60
S/F ratio 0.50 0.26 0.70 0.49
Yield (%) 85.1 79.2 85.1 79.2

Second, the question remains whether Aspen properly predicts what happens when an anti-solvent is
introduced to the system to aid the back-extraction. Since it cannot be said with certainty until exper-
imental work takes place, several scenarios were considered (Figure 3.13). It is apparent that reality
should be somewhere between the best-case (pure exponential curve) and most-likely case (Aspen
prediction, base case), for the back-extraction to be a success. From here on calculations were done
with Δ𝐻፯ፚ፩ values for heptane, since this was available in the lab at 3mEwere any potential experiments
to take place. This should not influence the results drastically in comparison to previous sections, since
heptane and hexane are predicted to have similar anti-solvent performance and have comparable heat
of evaporation.
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Figure 3.13: Possible scenarios for the distribution coefficient as a function of heptane to TBP ratio. Note: scenario curves are
given for a set mass fraction of HMF.

The blue-print of the calculations is shown in Figure 3.14, in which three main steps can be described,

1. Transfer of HMF from the aqueous reaction mixture to the organic phase. Typical 𝐷ፇፌፅ values
are high, around 4, due to the influence of salt in the reaction mixture.

2. The HMF-water-organic mixture is diluted with heptane before back-extraction, reducing the HMF
fraction depending on the heptane to TBP ratio.

3. Transfer of HMF back into an aqueous phase. As an effect of the anti-solvent, supplemented by
the lack of salt, further lowering the 𝐷ፇፌፅ (below 1, depending on heptane to TBP ratio), HMF
can be recovered.

Figure 3.14: Schematic blue-print of the conceptual calculations. An example of the HMF mass fraction in various phases is
shown to give a indication of what happens throughout the system.
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DHMF = constant
To keep calculations more simple at first, the back-extraction was considered at a constant distribution
coefficient. Constant here indicates no additional deviation as a result of dilution by the anti-solvent,
meaning a single scenario curve, generated for a fixed mass fraction of HMF (set at 20 wt% in the
organic phase after addition of heptane) in the mixture, can be used over the entire range of heptane to
TBP ratios. From the results (Figure 3.15), it follows that there is still a gap between the performance
of both solvents.

Figure 3.15: Calculated energy demand based on constant ፃᐿᑄᐽ.

DHMF = f(xHMF)
Experimental data indicates that at high HMF fraction the distribution coefficient is lower than at low
HMF fractions, and not constant. To incorporate this effect in the calculations, the scenario curves can
be rescaled using the value of the distribution coefficient at the point of pure TBP (right-hand side of
Figure 3.13, 𝐷ፇፌፅ,ኺ), according to the values in Table 3.5.

Table 3.5: Distribution coefficients as a function of HMF mass fraction in organic phase.

TBP fraction xHMF DHMF,0
0.1 0.054 4.1
0.2 0.107 2.8
0.3 0.161 2.2
0.4 0.215 1.9
0.5 0.268 1.7
0.6 0.322 1.5
0.7 0.376 1.4
0.8 0.430 1.3
0.9 0.483 1.2

Taking this into account results in a more accurate estimation for energy requirement across the board.
Results for the best-case scenario (exponential curve to 𝐷ፇፌፅ,ኺ) for both the RE model and the reaction
model as input are presented in Figure 3.16.
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Figure 3.16: Calculated energy demand based on variable ፃᐿᑄᐽ.

This looks promising, since the estimated energy requirement is now only 80-90% of the benchmark.

3.5. Additional remarks
Two aspects considered have not yet received attention: other anti-solvents and varying the extraction
factor. These will be discussed briefly in the following sections.

Anti-solvent selection
To reduce the distribution coefficient as effectively as possible a anti-solvent should be chosen to have
very low affinity with HMF. It may be the case, that hydrocarbons with a longer carbon chain length do
a better job than those with a shorter chain length. Initial assessment of hexane (C6), heptane (C7)
and octane (C8) in Aspen was inconclusive (Figure 3.17), and not useful without further experimental
work, which is why choosing a specific anti-solvent was not looked into in much detail.

Figure 3.17: Comparison of different anti-solvents as simulated by Aspen.
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Extraction factor
It may be interesting to look at the effect of lowering the extraction factor, thus leaving some of the
HMF in the organic stream leaving the system or elevating the extraction factor to reduce the number
of stages needed. For the option of a back-extraction process the extraction factor can be varied for
both the reactive extraction and the back-extraction. As can be seen in Figure 3.18, the optimum
performance relative to the benchmark is achieved by calculating both extraction steps at a extraction
factor of 1.

Figure 3.18: Calculated relative energy demand as a function of extraction factor. Left: Reactive extraction. Right: Back-
extraction.

3.6. Conclusion
By taking a step-by-step approach it was possible to close the gap between a TBP-based process and
a MIBK-based process for the production of HMF. It has to be noted however, that this statement relies
heavily on specific assumptions, which will have to be confirmed by experimental work if the model
predicts that a TBP based process might be feasible depending on the exact distribution values. To
justify experimental work the model should show at least a good margin compared to the benchmark
(MIBK-based) process.





4
Process modeling

This chapter aims to provide an overview of the comparative analysis between an HMF production
process using either MIBK or TBP as the solvent in a reactive extraction setup, to investigate the need
for further experimental work and to draw preliminary conclusions. The processes will be compared on
the basis of economics, as well as sustainability. The full model is available digitally and an in-depth
user-guide of the model is provided in Appendix D.

4.1. Flowsheet and main assumptions
Principally, the choice for using MIBK or TBP comes down to the balance between energy usage and
process complexity (i.e. capital and operational cost). So far, the main focus was the reduction of
energy requirements, to increase the feasibility of using the intrinsically better solvent, TBP. To illustrate
the increased complexity of using a high-boiling point solvent, simplified flowsheets of the processes is
shown in Figure 4.1. To keep the economical model simple, yet realistic, four assumptions were made:

1. For initial estimates the number of main unit operations are two and four, for the MIBK and TBP
based process respectively. These values will be used in Section 4.2. The assumption is that
these units will contribute most to the overall capital cost, ensuring an adequate level of accuracy,
without the need for a detailed analysis of additional equipment between the main units and for
recycling purposes.

2. The volume reduction effect when using TBP instead of MIBK has a minor effect on the con-
tribution of the reactive extraction unit on the overall cost. This can be shown by the following
calculation:

𝐶𝑜𝑠𝑡ፑፄ,ፓፁፏ
𝐶𝑜𝑠𝑡ፑፄ,ፌፈፁፊ

≈ ( 𝑉ፑፄ,ፓፁፏ𝑉ፑፄ,ፌፈፁፊ
)ኺ.ዀ (4.1)

First, the volume of the reactive extraction units is approximated by the sum of solvent volumes,
assuming dissolved salts, fructose and HMF have a negligible effect on the total volume.

𝐶𝑜𝑠𝑡ፑፄ,ፓፁፏ
𝐶𝑜𝑠𝑡ፑፄ,ፌፈፁፊ

≈ ( 𝑉ፓፁፏ + 𝑉ፖፚ፭፞፫𝑉ፌፈፁፊ + 𝑉ፖፚ፭፞፫
)ኺ.ዀ (4.2)

Substituting in the values from the reactive extraction unit model yields,

𝐶𝑜𝑠𝑡ፑፄ,ፓፁፏ
𝐶𝑜𝑠𝑡ፑፄ,ፌፈፁፊ

≈ 0.9 (4.3)

Since the effect on this individual unit is around 10%, the overall effect on the process with 4
units is around 3%. This is well below the overall accuracy of the used estimation methods and
including the factor may lead to more uncertainties. However, it can be reconsidered if the two
processes are shown to perform very similarly under the current calculation methods.

3. Design pressure (factor in Hill estimation method) of the reactive extraction unit was taken at 20
bar, to prevent the development of water vapor at the design temperature of 200°C.

31
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4. For economic estimation purposes, the process location is taken as Western Europe, resulting in
an Investment Site Factor (𝐹ፈፒፅ) of 1.25.

Figure 4.1: Simplified flowsheet of the processes. Only main components of inlet and outlet streams are indicated, purge streams
not indicated. Left: MIBK based process. Right: TBP based process.

4.2. Economics
Arguably, the main driver behind all business decisions is the possibility for financial gains. In this sce-
nario specifically, the question boils down to whether the reduction in energy requirements for a TBP
based process, can offset the increased capital and operational cost incurred by the more complex pro-
cess setup. To assess the financial aspect an estimation was made for both the capital and operational
cost, as a function of number of main units, raw material cost and plant capacity.

Methods
Capital costs
Two relatively simple functional unit estimation methods were used to approximate the total permanent
investment cost (𝐶ፓፏፈ) of the process facilities. Both methods have an accuracy of ±25% at best [15].
Estimated values as a function of plant capacity are shown in Figure 4.2. From the 𝐶ፓፏፈ, the capital
expenditure (CAPEX) is calculated by including an additional 15% for working capital [16].

Hill
The Hill order-of-magnitude estimate is based on the production rate and the basic process flowsheet,
including design pressures of the units. First the production rate factor (𝐹ፏፑ) is computed.

𝐹ፏፑ = (
2.205𝑄
10 )ኺ.ዀ (4.4)

Where 𝑄 is the annual HMF production in kton. Subsequently the module costs 𝐶ፌ of all units are
computed as a function of production rate factor, material factor (𝐹ፌ) and design pressure (𝑃, in bar).

𝐶ፌ = 𝐹ፏፑ𝐹ፌ 𝑖𝑓 𝑃 ≤ 7𝑏𝑎𝑟 (4.5)

𝐶ፌ = 𝐹ፏፑ𝐹ፌ(
14.5𝑃
100 ) 𝑖𝑓 𝑃 > 7𝑏𝑎𝑟 (4.6)

The material factors are given in Table 4.1. In the following calculations, stainless steel was chosen,
considering the higher corrosion resistance to elevated operating temperatures and low pH levels than
carbon steel. A nickel alloy, may be the optimum choice for the reactive extraction unit specifically,
given its superior to stainless steel with regards to withstanding acid induced corrosion [17].
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Table 4.1: Material factors used in Equations 4.5 and 4.6.

Material FM
Carbon steel 1.0
Copper 1.2
Stainless steel 2.0
Nickel alloy 2.5
Titanium clad 3.0

The total bare module investment (𝐶ፓፁፌ) is then computed using the sum of module costs and the
piping and instrumentation factor (𝐹ፏፈ, 2.15 for fluids handling) and updated with the current Marshall
and Swift Process Industries Average Cost Index (MS index, estimated at 1800 for 2018 based on
Marshall Swift Valuation Services index average for all sectors [18]).

𝐶ፓፁፌ = 𝐹ፏፈ(
𝑀𝑆𝑖𝑛𝑑𝑒𝑥
1365 )∑𝐶ፌ (4.7)

The direct permanent investment is obtained by accounting for construction factors 𝐹ኻ and 𝐹ኼ (Table
4.2).

𝐶ፃፏፈ = (1 + 𝐹ኻ + 𝐹ኼ)𝐶ፓፁፌ (4.8)

Table 4.2: Construction factors used in Equation 4.8.

F1
Outdoor construction 0.15
Mixed indoor and outdoor construction 0.4
Indoor construction 0.8

F2
Minor additions to existing facilities 0.1
Major additions to existing facilities 0.3
Grass-roots plant 0.8

To reduce the complexity of the model, all calculations are based on the assumption of an outdoor
construction which is a major addition to existing facilities, in line with a scenario that a company in
Western Europe would build the process facilities near existing operations. The final step of the esti-
mation process is computing the total permanent investment (𝐶ፓፏፈ).

𝐶ፓፏፈ = 1.5𝐶ፃፏፈ (4.9)

Bridgewater
The Bridgewater estimation is based on production rate, conversion of raw material to product and the
number of functional units. Furthermore, the principle of economies of scales in introduced not only by
exponents of less than 1, but also by a non-continuous function set (around 60 kton/year) describing
the cost. At production rates above 60 kton/year, costs are initially lower than those estimated by the
equation dictating production rates below 60 kton/year. However, costs rise more quickly with increased
production, taking into account the increased complexity of building a larger facility. The function set is
given by Equations 4.10 and 4.11.

𝐶ፈፒፁፋ,ኼኺኺኺ = 209700𝑁(
𝑄
𝑠 )

ኺ.ኽ 𝑖𝑓 𝑄 ≤ 60000 𝑡𝑜𝑛𝑦𝑒𝑎𝑟 (4.10)

𝐶ፈፒፁፋ,ኼኺኺኺ = 2610𝑁(
𝑄
𝑠 )

ኺ.ዀ዁኿ 𝑖𝑓 𝑄 > 60000 𝑡𝑜𝑛𝑦𝑒𝑎𝑟 (4.11)

Where 𝑁 is the number of functional units, 𝑄 is annual production of HMF and 𝑠 is the overall yield
(in this case, fructose to HMF yield). Using the Chemical Engineering Plant Cost Index (CEPCI), the
previous estimate is adjusted to represent the current economy. The current model uses the 2017
value of 567.5 [19].

𝐶ፈፒፁፋ,ፂ፮፫፫፞፧፭ = 𝐶ፈፒፁፋ,ኼኺኺኺ
𝐶𝐸𝑃𝐶𝐼ፂ፮፫፫፞፧፭
𝐶𝐸𝑃𝐶𝐼ኼኺኺኺ

(4.12)
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After factoring in the site location the Inside Battery Limit (ISBL) costs are converted to a total permanent
investment cost by using a factor of 1.2 for a fluid processing plant [16].

𝐶ፓፏፈ = 𝐹ፈፒፅ(𝐶ፈፒፁፋ + 𝐶ፎፒፁፋ) (4.13)

𝐶ፓፏፈ ≈ 1.2𝐹ፈፒፅ𝐶ፈፒፁፋ (4.14)

Figure 4.2: Estimated total permanent investment cost of both processes using the Hill and Bridgewater estimation methods.

Operational costs
The operational expenditure (OPEX) consist of three main factors: the raw materials, utilities and other
business related costs, such as labor and indirect costs. The raw material costs are calculated using
the mass balance over the process automatically calculated in the model as a function of plant capacity
and the yield as predicted by the reactive extraction model. This also accounts for the recycling effi-
ciency.

The model simultaneously calculates the utility demands based on a rudimentary energy balance over
the process units, taking into account heating and cooling of streams between units and any phase
changes that occur in distillation units. The unit costs of the main raw materials and steam are given
in Table 4.3.

Table 4.3: Main material and utility costs.

Material/Utility €/ton
Fructose 700 [20]
MIBK 1500 [21]
TBP 2500 [22]
Heptane 1500 [23]
Steam 27 [24],[25]

Labor and indirect costs are calculated based on typical values as expressed in percentages of either
the total permanent investment or sales and are given in Table 4.4 [16].
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Table 4.4: Constants used for labor and indirect cost calculations.

Operating cost
Labor €70000 x number of shifts (4 or 5 depending on operational hours)
Supervision 15% of operating labor
Supplies 15% of maintenance supplies
Maintenance cost
Supplies 3.5% of 𝐶ፓፏፈ
Labor, supervision 130% of maintenance supplies
Laboratory charges 15% of operating labor
Royalties 4% of total production costs without depreciation
Indirect cost
Plant overhead 22% of operating and maintenance labor and supervision costs
Depreciation Fraction of 𝐶ፓፏፈ depending on depreciation period
Other 3% of 𝐶ፓፏፈ
General cost
Administration 2% of sales
Marketing and sales 3% of sales
Research and development 5% of sales

Key performance indicators
To keep the economic analysis consistent, proper key performance indicators (KPIs) had to be selected
to compare the two processes. Pay-back time (PBT) and return on investment (ROI) were selected,
as they are familiar indicators for potential investors. Minimum selling price (MSP) was selected as the
least complex indicator to compare both processes.

Pay-back time
The PBT is defined as the time required for the discounted cumulative cash flow (DCCF) to become
positive (i.e. when an investor would be better of investing instead of simply collecting rent without
investing). Naturally, a lower PBT is more interesting for an investor, since the money is recouped
faster. Additionally, a low PBT is favourable when raw material costs for a process tend to fluctuate
heavily, as the initial PBT estimation involves less long-term speculation.

Return on investment
The ROI is an annual measure defined by the ratio between the profits (or losses) [26]. The ROI is
based on the first year and does therefore not consider the changing value of money, due to inflation,
over time. The ROI is calculated by:

𝑅𝑂𝐼 = 𝑃𝑟𝑜𝑓𝑖𝑡𝑠/𝐿𝑜𝑠𝑠𝑒𝑠
𝐶𝐴𝑃𝐸𝑋 100% (4.15)

The ROI can be negative or positive, depending on whether the process is profitable or not. A high ROI
does not only indicate an opportunity to quickly recover the invested money, but also points towards a
lower risk investment.

Minimum selling price
The minimum selling price, defined as the price HMF has to be sold at to break even (i.e. no annual
profits or losses, Equation 4.16), is an interesting KPI for two reasons.

𝑀𝑆𝑃 = 𝑂𝑃𝐸𝑋
𝑄 (4.16)

First, it is a very tangible indicator to compare both processes, as everyone is familiar with the concept
of prices for goods. Simply put, a lower price for the same product is a better price. Secondly, this
value can be used to easily compare to both other HMF processes in the future (described in literature
or new research), as well as the theoretical minimum price for an ideal process, based solely on the
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raw material price and yield (Y) (Equation 4.17).

𝑀𝑆𝑃ፓ፡፞፨፫፞፭።፜ፚ፥ = 𝐶𝑜𝑠𝑡ፅ፫፮፜፭፨፬፞
𝑀ፇፌፅ

𝑀ፅ፫፮፜፭፨፬፞
1
𝑌 (4.17)

Using this equation, benchmark values can be computed. These are presented in Table 4.5. Since the
model is based on a yield between 80 and 85%, depending on which calculation method is chosen, and
a base fructose price of 700 €/ton, the lowest achievable HMF price is therefore around 1200 €/ton,
before considering any costs beside raw materials.

Table 4.5: Theoretical minimum selling prices for an ideal process, with no energy requirements, perfect recycles and no other
costs.

Yield (%)
75 80 85 90 95 100

C
os
t(
€/
to
n)

500 952 893 840 794 752 714
600 1143 1071 1008 952 902 857
700 1333 1250 1176 1111 1053 1000
800 1524 1429 1345 1270 1203 1143
900 1714 1607 1513 1429 1353 1286
1000 1905 1786 1681 1587 1504 1429

Analysis
As the model can accommodate many configurations, the first step in analysing the respective eco-
nomic performances of a MIBK or TBP based process is determining the effect of calculation methods
and which factors are most influencial on the minimum selling price. Finally, different scenarios and
settings are explored to conclude the comparison between the two process options. Basic inputs used
for analysis are given in Table 4.6.

Table 4.6: Model setting used for analysis.

Business options
Desired HMF selling price €2.0/kg
Operational hours 8000 hours
Inflation rate 3%
Current fructose price €0.7/kg
Process options
Capacity 20 kton/year
Recycling efficiency 98%
Heat exchanger efficiency 95%
Pump efficiency 85%
Scenario options
Cost scenario Stable
Solvent scenario Exp1
Fructose source HFCS (Import)
Calculation options
Base model ACM RE Model
Economic approximation method Mixed
Include pre-heating and product cooling Yes

Calculation methods
The calculation methods which can be varied are twofold. The base model can be chosen and the
economic estimation method can be selected.

The main differences between the two base models, the ACM RE model and the kinetic model, are
the achieved yield (85% and 79% respectively) and the maximum HMF concentration in the reaction
mixture (higher for the kinetic model). Theoretically, a high yield is more important if the raw material
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costs are high in comparison to the utility costs, while a high HMF concentration is more important if
the utility costs are high, as less energy will be needed to separate the final product from the reaction
mixture. As can be seen in Table 4.7, the ACM model predicts lower possible selling prices, which
indicates a high contribution of raw materials on the cost of HMF. This will be confirmed in the next
section. However, no large anomalies are seen in selecting either of the two methods, with a maximum
deviation of 5.6% (Hill estimation, MIBK).

Table 4.7: Effect of calculation settings on minimum selling price in €/kg. Input: Varying calculation options.

Hill Bridgewater Mixed
MIBK TBP MIBK TBP MIBK TBP

Kinetic Model 1.69 1.84 1.76 2.00 1.73 1.92
ACM RE Model 1.60 1.78 1.67 1.93 1.64 1.85

In addition to the Hill and Bridgewater estimators, an average value can also be selected. This can
be especially interesting if the two estimators vary greatly (at low plant capacities) and a less extreme
estimate is desired. Also note, that for plant capacities above 60 kton/year both methods estimate very
similar values (Figure 4.2). When reviewing the minimum selling prices at 20 kton/year (Table 4.7),
using the Hill method results in a more optimistic MSP, due to the lower CAPEX, which was to be ex-
pected. Furthermore, the Hill method consistently estimates a smaller percentual difference between
the MSP of a MIBK or TBP based process compared to the Bridgewater estimator.

In conclusion, the selection of calculation methods comes down to how optimistic the user wants to
present the results. The most optimistic estimates are found using the ACM RE Model with a Hill esti-
mator. Opposed to this, the Kinetic Model with a Bridgewater estimator produces the most pessimistic
results, which may be more interesting for potential investors.

Main contributors
The examination of the main cost contributor of the processes can be approached from different angles.
The first aspect to look at is the main unknown in all calculations, the effectiveness of the anti-solvent
heptane in the back-extraction of HMF in the second stage of the TBP based process. The second as-
pect to review is the balance between raw material, utility and other costs associated with the process
options.

Figure 4.3: A selection of the solvent scenarios present in the model.

To bridge the CAPEX gap created by the additional units in a TBP based process, the anti-solvent
should be as effective as possible in transferring the HMF from the reaction mixture back to an aque-
ous phase. The model includes various scenarios for this effectiveness and automatically selects the
optimal ratio of heptane to TBP on the basis of resulting MSP. Three of these scenarios are presented
in Figure 4.3: a linear decrease in the distribution factor, an exponential decrease or the average be-
tween the two. The resulting MSPs are given in Table 4.8. As a reference the value for a MIBK based
process is included in the table.
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Table 4.8: Calculated MSP for different solvent scenarios. Input: Varying solvent scenarios.

Scenario MSP ( €/kg)
Linear 1.94
Average 1.88
Exponential 1.85
Perfect 1.80
MIBK 1.64

Based on this it is very clear that the high effectiveness of an anti-solvent is an absolute necessity
for even coming remotely close to the MSP of an MIBK based process. Even if the model is used to
evaluate a perfect anti-solvent scenario (Solvent scenario “Zero1”), able to remove all HMF from the
reaction mixture at a TBP fraction of 0.7, the MSP would be 9.7% higher than that of a MIBK based
process. For further analysis, the exponential model is used, as this is the most interesting, while still
being a realistic (although the most optimistic) estimation.

Figure 4.4: Percentual contributions of individual factors on the OPEX of a MIBK and TBP based process. The total OPEX is
displayed within each pie chart.

To better grasp why there is such a difference between the resulting MSP of both process options the
OPEX can be split in four main fractions as seen in Figure 4.4. Interesting to note is that the absolute
contribution of fructose is the same for both processes (23.5 M€) since this is based on yield, which
was kept constant between the processes, to enable a direct comparison. The other raw materials
contribute more for a TBP based process, to account for additional solvent cost for the back-extraction
unit. While the utility contribution (both absolute and relative) decreases slightly when switching from
an MIBK to a TBP based process, this is only a small fraction of the overall cost with the current util-
ity prices. On the other hand, the other costs considerably rise as an effect of the increased CAPEX
associated with the TBP based process, accounting for two-thirds of the overall rise in operational cost.

Plant capacity
As the sales rise linearly with increased capacity, while the CAPEX (and therefore OPEX) rises ex-
ponentially with an exponent of lower than 1, it is expected that the MSP will decrease with higher
capacity. This is the case, as can be seen in Figure 4.5, confirming the correct implementation of plant
capacity in the model. However, as this is equally true for both processes, this does not influence the
choice for one solvent over the other.



4.2. Economics 39

Figure 4.5: Comparison of minimum selling prices over a range of capacities. Furthermore, this shows inverse relationship
between plant capacity and minimum selling price. Input: Varying capacity.

Economic scenarios
Economic scenarios can be used to assess the feasibility of both processes in case either fructose or
steam prices fall or rise in the next twenty years.

As previously mentioned, fructose prices dictate the overall MSP of HMF. However, this does not create
a difference between the two process options, due to the specification of a constant yield. Neverthe-
less, the model can be used to predict the PBT based on several scenarios, which can give interesting
insights for investors. For example, if the current selling price of HMF is set at the theoretical minimum
of €1.25/kg and the fructose price falls to €0.30/kg at an exponential rate in the following twenty years,
the PBT of an MIBK based process is twenty years, while the TBP process is not profitable in the
given time-frame (Figure 4.6). In reality, investors might use this to assess when the process becomes
profitable, to plan future investments.

Figure 4.6: Comparison of discounted cumulative cash flows if fructose prices fall to €0.30/kg over the next twenty years.

Since the main benefit of the TBP based process is a lower steam consumption, it is comparatively
favourable if steam prices rise. Unfortunately, the contribution of steam on the total cost is very small,
which means a large price increase is needed before the more cost-effective process is TBP based.
Illustrative of this fact is the scenario in which steam prices quadruple in the next twenty years (Figure
4.7). In this case the MIBK process still heavily outperforms the TBP based process, confirming again
that the increase in CAPEX is not warranted by the slight utility benefits.
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Figure 4.7: Comparison of discounted cumulative cash flows if steam prices quadruple over the next twenty years.

4.3. Sustainability
Designing a sustainable process is considered in addition to purely financial considerations as a driver
behind conceptual design. The reasons behind this are both idealistic as required by European law. In
the first place, academia should always strive for solutions which reduce the impact of industry on the
planet, without compromising quality of life. Secondly, the European Union Emissions Trading System
(EU ETS), effectively puts a cap on total greenhouse gas (GHG) emissions, for which rights have to be
bought by and traded between companies [27]. If the price of these emission rights rises excessively
in the future, a process with lower emissions may become more economically feasible, as a company
can either produce more, without acquiring more emission right or has to pay less in order to maintain
the same level of production.

Methods
The sustainability of the processes was evaluated using a life-cycle analysis (LCA). The main benefit
of using a LCA is that it is simple to use and review, yet able to cover all aspects of the process, by
converting all emissions to CO2 equivalents. A drawback of using a LCA, as with any model, is that
it is only as accurate as the inputs. Therefore, a strategy was adopted to find the most accurate and
consistent values, by reviewing data sources in the following order:

1. Preferred source. Values found in public database “Idemat 2017”, Ecoinvent V3.3. This is pre-
ferred, since the calculation method is consistent for all values.

2. Secondary source. Values found in literature, calculation methods may vary. Preferred over
estimation, especially for highly contributing factors.

3. Estimation. Values estimated by either finding values of precursors and taking a (stoichiometri-
cally) weighted average or taking a value of a similar compound.

Analysis
The key results of the LCA are presented in Table 4.9. As expected the carbon footprint of a TBP
based process is smaller than that of a MIBK based process, since the raw material contributions are
comparable due to the specified yield and the TBP process is specifically designed to reduce the main
other contributor, steam.



4.3. Sustainability 41

Table 4.9: Key results from the LCA of both process options.

MIBK TBP
(kg CO2eq/ (% of total) (kg CO2eq/ (% of total)
kg HMF) kg HMF)

Fa
ct
or

Fructose 1.43 (72.3) 1.43 (75.1)
Other raw materials 0.05 (2.7) 0.05 (2.8)
Steam 0.47 (23.7) 0.40 (21.1)
Other 0.03 (1.3) 0.02 (1.1)
Total 1.97 1.90

The lion’s share of the emissions is due to fructose. To accommodate for different business scenarios,
three possible fructose sources are included in themodel. The emission factors and resulting emissions
are given in Table 4.10.

Table 4.10: Emission values for fructose obtained from three different agricultural sources [28]. Computed HMF emission values
are given for both process options.

Emission factor MIBK TBP
Source (kg CO2eq/ (kg CO2eq/ (kg CO2eq/

kg fructose) kg HMF) kg HMF)
Beets 0.50 1.39 1.31
Cane 0.70 1.72 1.65
HFCS 0.85 1.97 1.90

Since the LCA is independent of plant capacity, an emission difference of 3.7%, indicates that the
theoretical production volume can be 3.7% higher for a TBP based process, under the assumption that
the facility is operating at the emission limit posed by the EU ETS. In turn, this has a direct effect on the
sales figures, as can be seen in Figure 4.8. The dashed line represents the DCCF without taking the
increased production into account. Including this effect only slightly increases the relative performance
of the TBP based process, only decreasing the PBT from 9 years to 8 years and 8 months for a plant
capacity of 20 kton/year.

Figure 4.8: The effect of lower emissions on the DCCF for a TBP based process, when operating at the emission limit posed by
the EU ETS.

On a final note, the LCA only considers the cradle-to-gate cycle for the product. It can be expected that
more GHGs are emitted during the build of a TBP based process facility, due to the increased number
of units. This was left out of consideration, due to the one-off nature of these emissions (no additional
emissions after commissioning), however it is worth thinking about, considering the small difference in
carbon footprint between the two options.
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4.4. Conclusion
Based on the analysis of both process options, it is clear that for both the cost associated with the
production of HMF, as well as the carbon emissions, fructose is the main contributor. Any energy re-
quirement benefits a TBP based process has over a MIBK based process, are too small to make a
definitive impact, compared to the high CAPEX (approximately doubled) and OPEX (around a 15%
increase depending on capacity). Furthermore, the carbon emission reductions are too low to justify
the TBP based process on a basis of a production limit, since the MIBK process is still the superior
option for all KPIs.

Therefore, it is recommended not to pursue the option of using TBP as a solvent for the production
of HMF at this moment in time. A more fruitful endeavor could be the further optimisation of a MIBK
based process, including detailed design of the reactive extraction unit, as well as heat integration.
In future studies, it is recommended to either examine solvents which can be separated by distillation
(like MIBK), or have far superior solvent characteristics, such that a larger volume difference can be
obtained for the RE unit, substantially lowering the CAPEX of such a process.

To get an idea of how much the CAPEX should be lowered, the theoretical CAPEX for a TBP based
process was determined at which the MSP is equal to that of a MIBK based process (Figure 4.9). The
assumption was made that the labor cost for operators is only influenced by the number of units in the
process and not by production volumes, and material losses in recycle were not taken into account.
Even then, it is only above a production of 60 kton/year at which the reduction in utility cost exceed
the additional labor cost of operating two more units. This means that at a production rate below 60
kton/year, the CAPEX of a TBP based process should actually be lower than the CAPEX of a MIBK
based process to be feasible.

Figure 4.9: Maximum relative CAPEX for a TBP based process as a function of HMF production.

Ideally, a future solvent will also enable a process capable of achieving a yield of at least 90% at low
solvent-to-feed ratios, since this will directly lower the overall fructose consumption. MIBK is also not
capable of such yields at low solvent-to-feed ratios, as seen in Section 2.3. Interestingly, the current
approach of focusing on higher HMF fractions also reduces the MSP of a MIBK based process com-
pared to the previously described operating conditions at low HMF concentrations, as can be seen in
Table 4.11, where the MSP has been calculated by adapting the process model to fit the RE operating
conditions at low HMF concentration.
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Table 4.11: Overview of computed process options.

TBP MIBK
HMF concentration High Low
Calculation model Kinetic ACM Kinetic ACM ACM ACM
Yield 0.79 0.85 0.79 0.85 0.85 0.90
𝑥ፇፌፅ 0.54 0.29 0.38 0.23 0.01 0.001
𝑥ፖፚ፭፞፫ 0.03 0.04 0.02 0.02 0.97 0.97
𝑥ፒ፨፥፯፞፧፭ 0.43 0.67 0.60 0.60 0.02 0.03
MSPHMF ( €/kg) 1.92 1.85 1.73 1.64 2.31 8.02





5
Conclusion and recommendations

Conclusion
After comparing a TBP-based and a MIBK-based process for the production of HMF by reactive extrac-
tion, it can be concluded that a MIBK-based process is most feasible at this point in time, even though
the performance of TBP is superior when only assessing the reactive extraction unit, due to the small
margins presented by energy reductions.

At a yield of 85% results of the reactive extraction pointed to expected results. Since TBP has the
highest affinity for HMF, solvent to feed ratios are below those of the volatile solvents. However, the
performance of TBP across the board matches MIBK performance closely, except for a higher water
content of the organic phase. Yields of 90% were not attainable at realistic solvent to feed ratios, due to
limitations in selectivity. Examining the model at these high yield uncovered an issue with the model, in
which the catalyst concentration was allowed to increase tremendously (even by 200% for 2-pentanol)
along the stages. This was resolved by not separating the water from the organic reaction mixture
before recycling the solvent, resulting in an already saturated organic feed.

Since the goal of the project was to find an optimal process, in which the least amount of energy is
employed per unit of HMF produced, all the produced data was interpreted in a wider context than only
the RE unit. As separation of HMF from MIBK (or 2-pentanol) can be achieved using distillation, while
HMF and TBP cannot due to close relative volatility, it was of key importance that the RE performance
of TBP, which is the intrinsically superior solvent, is distinctly better than the MIBK or 2-pentanol per-
formance, to allow for two extra process units in the downstream processing of the TBP-HMF product
stream.

A step-by-step approach was taken to close the gap between a TBP-based process, using back-
extraction to separate the HMF from the reaction mixture, and a MIBK-based process. By increasing
the complexity from a single equilibrium stage, to a continuous column, ending with a more conceptual
approach, it was possible to reduce the energy requirement for a TBP-based process to around 90%
of that of a MIBK-based one, although the exact change in distribution coefficient due to the addition of
an anti-solvent (hexane or heptane) was not known and had to be approximated by different scenarios
for purpose of economic calculations.

Based on the analysis of both process options, it is clear that for both the cost associated with the
production of HMF, as well as the carbon emissions, fructose is the main contributor. Any energy re-
quirement benefits a TBP based process has over a MIBK based process, are too small to make a
definitive impact, compared to the high CAPEX (approximately doubled) and OPEX (around a 15%
increase depending on capacity). Furthermore, the carbon emission reductions are too small to justify
the TBP based process on a basis of a production limit, since the MIBK process is still the superior
option for all economic key performance indicators.
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Recommendations
From the outset it was clear, that the margins were small, due to the excessive contribution fructose has
on the price of the final product. Therefore, it is worthwhile researching novel solvents which enable a
process to be operated at very high selectivities, with a reduced emphasis on high conversion, which
can also be achieved by a smart recycle design.

Due to economic and sustainability related reasoning, it is recommended not to pursue the option
of using TBP as a solvent for the production of HMF at this moment in time. A more fruitful endeavor
could be the further optimisation of an MIBK based process, including detailed design of the reactive
extraction unit, as well as heat integration. In future studies, it is recommended to either examine sol-
vents which can be separated by distillation (like MIBK), or have far superior solvent characteristics,
such that a larger volume difference can be obtained for the RE unit, substantially lowering the CAPEX
of such a process. Ideally, such a solvent will also enable a process capable of achieving a yield of at
least 90% at low solvent-to-feed ratios, since this will directly lower the overall fructose consumption.

Furthermore, new studies on organic solvents with a high boiling point such as TBP, should only be
undertaken if it is very clear from the beginning that the increase in CAPEX will be offset by the superior
solvent characteristics in both the reactive extraction unit, as well as a subsequent separation unit. The
model developed for TBP can aide in the initial screening of new solvents, even after acquiring a small
set of experimental data points for a novel solvent, which reduces project duration in the future.
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A
Experimental data

The experimental data used during this project was provided by Saidah Altway.

TBP
Table A.1: Data for the TBP-HMF-water system. ፓ ዆ ኾኺ°ፂ, ፏ ዆ ፚ፭፦፨፬፩፡፞፫።፜.

𝑤ፎ፫፠ፇፌፅ 𝐷ፇፌፅ 𝑆
0.0508 3.70 60.7
0.1058 3.25 55.1
0.1225 2.51 44.8
0.1741 2.46 37.3
0.2079 2.07 32.3
0.2167 1.70 24.6
0.3188 1.67 21.7
0.3419 1.21 14.1

Table A.2: Data for the TBP-HMF-water-NaCl-DES system. ፓ ዆ ኾኺ°ፂ, ፏ ዆ ፚ፭፦፨፬፩፡፞፫።፜.

𝑤ፎ፫፠ፇፌፅ 𝐷ፇፌፅ 𝑆
0.0492 4.43 71.5
0.0857 3.82 65.9
0.1186 3.41 63.1
0.1400 3.14 56.1
0.1503 3.01 52.8
0.1874 2.92 47.9
0.2142 2.37 37.0
0.2291 2.06 32.2
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MIBK
Table A.3: Data for the MIBK-HMF-water system. ፓ ዆ ኾኺ°ፂ, ፏ ዆ ፚ፭፦፨፬፩፡፞፫።፜.

𝑤ፎ፫፠ፇፌፅ 𝐷ፇፌፅ 𝑆
0.0339 1.47 54.4
0.0587 1.38 43.1
0.0931 1.29 29.3
0.1128 1.24 28.8
0.1272 1.15 26.7
0.1752 1.10 20.4
0.2138 1.05 14.2
0.2601 0.97 8.8

Table A.4: Data for the MIBK-HMF-water-NaCl system. ፓ ዆ ኾኺ°ፂ, ፏ ዆ ፚ፭፦፨፬፩፡፞፫።፜.

𝑤ፎ፫፠ፇፌፅ 𝐷ፇፌፅ 𝑆
0.0361 2.24 86.2
0.0855 2.06 64.4
0.1010 2.00 62.5
0.1279 2.19 60.8
0.1953 2.23 49.6
0.1940 2.00 40.8
0.2404 2.22 41.1
0.2953 2.34 34.9

2-pentanol
Table A.5: Data for the 2-pentanol-HMF-water system. ፓ ዆ ኾኺ°ፂ, ፏ ዆ ፚ፭፦፨፬፩፡፞፫።፜.

𝑤ፎ፫፠ፇፌፅ 𝐷ፇፌፅ 𝑆
0.0403 1.94 15.6
0.0649 1.92 14.4
0.0898 1.86 12.7
0.1347 1.79 10.5
0.1394 1.78 9.8
0.1852 1.66 9.0
0.2095 1.58 7.5
0.2803 1.32 4.2

Table A.6: Data for the 2-pentanol-HMF-water-NaCl system. ፓ ዆ ኾኺ°ፂ, ፏ ዆ ፚ፭፦፨፬፩፡፞፫።፜.

𝑤ፎ፫፠ፇፌፅ 𝐷ፇፌፅ 𝑆
0.0421 2.70 26.0
0.0860 2.39 21.9
0.1242 2.44 21.4
0.1568 2.33 20.3
0.1863 2.32 20.2
0.2305 2.61 22.1
0.2174 2.35 19.6
0.2543 2.45 18.8



B
Aspen Custom Modeler code

Aspen Custom Modeler (Version 8.8) was used to compute the composition of the reaction mixture
based on the model developed by M. Ottocento [6]. The available stand-alone ACMmodel provided the
basis for the design so far. However, to use it in a complex process flowsheet it had to be functionalized
using ports to specify process variables. Furthermore an icon was created and streams attached for
the ports to retrieve data from. The functionalized icon with streams and the input windows are shown
in Figures B.1 and B.2 respectively.

Figure B.1: RE model, including all in- and outflows, in the Aspen Custom Modeler environment.
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Figure B.2: Stream specification input windows (left: aqueous phase, right: organic phase) in the Aspen Custom Modeler
environment (shown for MIBK system).
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C
Matlab code

Matlab (Version R2018a) was used to compute the composition of the reaction mixture based on the
kinetic model developed by A. Češnovar [29]. Additionally, it was used to get initial estimates on the
relationship between back-extraction and energy requirements.
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Kinetic model
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Back extraction estimator
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D
Process model user-guide

This is a reference guide on how to use the HMF process design model. The model, created in Mi-
crosoft Excel, contains the following tabs:

1. User interface
2. Process calculation
3. Economics
4. Sustainability
5. Cost scenario database
6. Solvent scenario database
7. Material data
8. Reference sheet

User interface
The user interface (Figure D.1) is arguably the most important feature the model provides. An input
section (1) with either drop-downmenus or numerical inputs gives a user enough possibilities to explore
different configurations, without over-complicating specific details. The output section (2) gives a quick
overview of both the economic and sustainability results. These results are colour-coded to further
help with analysis, with positive results being displayed in green and negative results in red. Lastly, two
figures indicate which solvent scenario is selected and what this means in terms of minimum steam
requirements (3).
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Figure D.1: User interface tab of the process design model.

Process calculation
The process calculation tab (Figure D.2) consists of two main parts. First the organic stream com-
position is calculated (from the RE unit) (1). The values which are subsequently used to calculate
compositions after back-extraction (2) depend on the base calculation model selected by the user (ei-
ther kinetic of ACM RE) and the solvent scenario. A minimizer is used to determine the optimum ratio
of TBP and anti-solvent and the final results are presented on the user interface.
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Economics
On the economic tab, the main feature to review is the OPEX table, listing all individual contributions
(Figure D.3). Further details include CAPEX and cash flow calculations. It is expected that a user has
most of the required economics information available directly on the user interface tab.

Figure D.2: Process calculation tab of the process design model.

Figure D.3: Part of the economics tab of the process design model.
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Sustainability
On the sustainability tab, themain feature to review are the LCA tables, listing all individual contributions
(Figure D.4). Used reference IDs can also be found on this tab. It is expected that a user has most of
the required sustainability information available directly on the user interface tab.

Figure D.4: Part of the sustainability tab of the process design model.
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Cost scenario database
The cost scenario tab (Figure D.5) is used to enter new cost scenarios. The active set is displayed and
the projected cost of fructose and steam are given for the next twenty years. Furthermore, base cost
values and their reference IDs are found on this tab.

Figure D.5: Cost scenario database tab of the process design model.
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Solvent scenario database
The solvent scenario tab (Figure D.6) is used to enter new solvent scenarios. The active set is dis-
played. Furthermore, base distribution coefficients (no anti-solvent present), determined experimen-
tally by Saidah Altway are found on this tab.

Figure D.6: Solvent scenario database tab of the process design model.

Material data
In the material data tab (Figure D.7), all key data needed for calculations, are stored. If a new solvent
or anti-solvent would be added in the future, key data would need to be entered here.

Figure D.7: Material data tab of the process design model.

Reference sheet
The final tab of the model is used to store references. New references can be added by inserting them
at the bottom of the list, with a corresponding reference ID.
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