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Abstract

We propose optimization-based approaches for distillation network synthesis and heat in-
tegration, which can contribute to finding more energy efficient and sustainable chemical
systems. For distillation network synthesis, we first propose unit models for distillation:
1) versatile shortcut distillation column and 2) separation energy targeting models. The
models are to address systems where the components that are present in the feed can
vary due to zero flow rates of some components, which naturally appear in process syn-
thesis problems. The distillation column model can calculate component distributions
and the energy requirement for a desired distillation task. The separation energy tar-
geting model can be used to estimate an energy requirement target for the separation
of a mixture without finding detail network configurations.

We also propose a generalized superstructure-based distillation network synthesis
model with improved modeling capabilities. The model can assign multiple mixtures
to be separated to different columns of the network while considering interactions be-
tween separation steps for each mixture. In terms of outlets, products with general
specifications, including pure components and multi-component mixtures, as well as
streams without strict specifications (e.g., reactor recycle streams), can be readily han-
dled. Stream bypass and thermal coupling are simultaneously considered to find more
energy efficient configurations. In addition, we propose an approach to leverage graphi-
cal insights in the optimization-based distillation network synthesis, where graphically-

inspired feasibility constraints are combined with a superstructure-based approach.



ii

For heat integration, we propose utility targeting and heat exchanger network syn-
thesis models that account for variable stream temperatures and flow rates, as well as
unclassified streams. Even with the extended capabilities, the model remains linear us-
ing discrete temperature grids, leading to a more tractable optimization model. The
proposed model is well suited to problems where process configurations and the asso-

ciated heat exchanger network are simultaneously synthesized. Several extensions are

proposed, including nonisothermal mixing and phase changes.
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Chapter 1

Introduction

In this chapter, we first introduce process synthesis and superstructure-based approaches
to address process synthesis problems. Then, we review approaches for distillation col-
umn modeling and distillation network synthesis, as well as approaches for heat integra-

tion. Lastly, we present the outline of this thesis.

1.1 Process Synthesis!

Process synthesis is a procedure to synthesize a process to meet specific goals while
satisfying given constraints. There are, in general, two types of approaches to address
process synthesis problems. The first relies on the decomposition of the problem into
various subproblems which are solved sequentially. In this way, process alternatives
are generated and assessed for each subproblem separately, and synthesis decisions are
made hierarchically. A common strategy is to decompose the problem into: (1) reaction
(or reactor) network synthesis, (2) separation network synthesis, and (3) heat exchanger
network synthesis. The design decisions made in one subproblem bound the search space
of a subsequent one; henceforth, some solutions can be excluded even if they might be

better. For example, optimizing the solvent-to-reactant ratio based only on product

!The contents of this section appear in Ryu et al., Comp. & Chem. Engr. 2020



yield can lead to very difficult and expensive downstream separations. Also, a reaction
temperature resulting in a slightly lower selectivity may lead to better solutions when
heat exchanger network is considered.

The second approach does not rely on the decomposition of the problem. Instead,
a network which, in principle, includes all useful unit operations and relevant inter-
connections, referred to as a superstructure, is used. A superstructure for the overall
process includes all alternative reactors, separators, heat exchangers, and their potential
connections, thereby embedding all alternatives. Solving the optimization model based
on such superstructures can yield the optimal process configuration and unit operating

conditions considering interactions between elements in the superstructure.

1.2 Superstructure-based Process Synthesis®

Superstructure-based approaches can consider various interactions between different sub-
systems (e.g., reaction and separation systems), which would be ignored if each subsys-
tem is synthesized separately. Papoulias and Grossmann proposed an approach to opti-
mize a superstructure embedding several alternative reactors, separators, heat exchange
networks, and utility system [74]. Later, superstructure-based approaches were for-
malized based on the State-Task-Network (STN) and State-Equipment-Network (SEN)
representations, leading to a systematic way to represent superstructures and formulate
synthesis problems [109]. Li et al. proposed a superstructure representation based on
blocks [66]. For a detailed review on superstructure-based process synthesis, readers are

referred to some excellent review papers [7, [16], [7T], T05].

2The contents of this section appear in Ryu et al., Comp. & Chem. Engr. 2020



For the approach to be effective, the connectivity among units of the postulated
superstructure must be rich, while unnecessary connections should be excluded so that
the resulting model is computationally efficient. Accordingly, Friedler et al. proposed
a graph representation to generate the simplest superstructure that contains all rele-
vant alternatives [37]. Wu et al. introduced a framework to generate rich but simple
superstructures based on the concept of “minimal” and “feasible” sets [106].

Unit operations, which are key building blocks in the superstructure approach, can
be modeled in various ways depending on the scope of the synthesis problem. Rigorous
models based on mass/energy balances and thermodynamics can be used, but the result-
ing models can be highly challenging to solve when there are multiple unit operations in
the superstructure. Accordingly, shortcut models or surrogate-based models are more
widely used because of computational efficiency and simplicity |21}, 25] 45] 80].

Superstructure-based approaches usually result in mixed-integer nonlinear program-
ming (MINLP) models, which are computationally challenging to solve. Henceforth,
the development of solution methods for these models has also received considerable

attention [0 23, 24, 57, O3, 111

1.3 Distillation Network Synthesis®

In chemical/petrochemical facilities, distillation has been widely used, accounting for 10
~ 15 % of the world’s industrial energy consumption [4, 56, 9T, [94]. Thus, many efforts

have been made to develop systematic and effective frameworks to synthesize more

3The contents of this section appear in Ryu and Maravelias, Comp. & Chem. Engr. 2020 and Ryu

and Maravelias, Chem. Eng. Sci. 2021



energy/cost efficient distillation networks [16] [73]. In early works, distillation network
synthesis was addressed by heuristic rules obtained from numerical studies [99] [100]
or thermodynamic insights [39]; later, heuristic rules were combined with evolutionary
algorithms, where several initial flow sheets are generated and changed based on heuristic
rules until there is no improvement [88], 95].

Superstructure-based approaches have also been proposed [3], 13], 3] 86, 109], and
extended to handle dividing wall columns [14], non-sharp separations [2], multiple feeds
system [33], and heat-integrated columns [32, [36].

Instead of solving a single optimization problem based on the superstructure, enu-
meration based approaches, where every configuration is generated and optimized indi-
vidually, were proposed [38,[51],[72]. This approach, which is based on an efficient method
of enumerating all useful configurations using a matrix, referred to as the matriz method
[89], generated valuable insights into the characteristics of optimal solutions.

Distillation network has been also studied in conjunction with reactor systems be-
cause these two subsystems are interconnected in most chemical systems. Linke and
Kokossis [67] studied interactions between reactor and separation systems, and Kong
and Shah [62] proposed a superstructure-based approach for reaction screening while
considering separation cost.

Notably, distillation column unit models are critical to model and solve the network
synthesis problem, so various shortcut methods have been proposed. For the separation
of an ideal or nearly ideal mixture, the Underwood equations [103, [104] was proposed to
calculate minimum vapor flow rates, which are important indicators for distillation cost.

Shortcut methods that can be applied to non-ideal mixtures have also been developed;



Doherty and coworkers developed the Boundary Value Method (BVM) to design a distil-
lation column and check the feasibility of a task [29, 28| [53]; Koehler et al. introduced a
reversible distillation model to calculate the minimum reflux [58]; Bausa et al. developed
the Rectification Body Method (RBM) for the calculation of the minimum vapor flow
rate [8]; Lucia et al. introduced the shortest stripping line method to calculate mini-
mum energy [69, [70]; Kraemer et al. proposed a shortcut method for heteroazeotropic
distillation [63], which was reformulated later for better numerical performance [92].
Recently, data-driven approaches have been used to develop efficient column models
[87]. Although more accurate methods (e.g., with rigorous thermodynamics calculation)
can be employed [23] [TT0], it remains challenging to find global solutions for large-scale

distillation networks with these methods.

1.4 Heat Integration*

Using surplus energy in one process/stream to satisfy energy demand of other pro-
cesses/streams, namely heat integration, can significantly reduce energy use of a chemi-
cal system. The area of heat integration has received renewed attention over the last few
years due to an emphasis on the design of energy efficient and sustainable chemical sys-
tems. There are two main approaches to heat integration: sequential and simultaneous.
In the former, the problem is decomposed into three sub-problems. The first sub-problem
seeks to find the minimum utility consumption and the location of a pinch point, known
as utility targeting [15, [75]. In the second sub-problem, several sub-networks are gener-

ated based on the location of the pinch point [75], and the optimal structure with the

4The contents of this section appear in Ryu and Maravelias, Ind. Eng. Chem. Res. 2019



minimum number of matches to satisfy the utility target is obtained [40], 4], 42} [76].
In the third sub-problem, investment cost, based on heat exchanger area, is minimized
[35]. The sequential method may lead to a sub-optimal solution because it does not
consider the trade-off between utility cost and investment cost. Accordingly, approaches
to alleviate this limitation have been proposed, where some of these sub-problems are
combined. Floudas [34] used the concept of hyper-structure to solve the second and the
third sub-problems simultaneously. Colberg [19] and Jezowski [50] proposed different
models that can consider the first and the third sub-problems simultaneously. Later,
approaches considering all decisions (i.e., utility, matches, and area) simultaneously were
proposed to generate the optimal heat exchanger network (HEN) with the minimum to-
tal annualized cost. Ciric and Floudas [I8] extended the hyper-structure to solve all the
sub-problems simultaneously; Yee and Grossmann [I07] proposed a stage-wise HENS
model which has been extended by various works [T, 10} 20, 26, 48, [78, [79] 112]; Barbaro
[6] proposed a linear model based on transportation/transshipment model; Swaney [97]

extended the transportation model [15] to consider heat pump and heat engine.

1.5 Thesis Outline

The remainder of this thesis consists of five chapters, as follows. In Chapter 2, we present
distillation unit models that are tailored for superstructure-based process synthesis. In
Chapter 3, we present a superstructure-based approach for distillation network synthesis,
which can be used to address generalized problems with its extended features. In Chapter
4, we introduce another approach for distillation network synthesis, where graphically-

inspired feasibility constraints are combined with a superstructure-based optimization



approach. In Chapter 5, we present optimization-based heat integration approaches,
which can facilitate simultaneous process synthesis and heat integration. In Chapter
6, we conclude and suggest future research directions. We use uppercase non-italic
bold letters for sets and subsets, uppercase italic for variables, and lowercase greek for

parameters.



Chapter 2

Distillation Unit Models®

2.1 Motivation

Due to their simplicity, shortcut methods have been extensively adopted in distillation
network synthesis models. In most shortcut methods, it is necessary to know which
components are present in the feed. However, when we consider the synthesis of a
system (e.g., separation network or combined reactor-separation network), components
that are present in the feed can change depending on decisions in other subsystems
(e.g., reaction selections in upstream processes) [81]. For example, in Figure [2.1A, the
synthesis of a reactor-separation network is shown, where the reactor network consists
of five alternative reactors carrying out different reactions and the separation network
separates the outlet from the reactor network. Since different reactions produce effluents
with different components, we cannot determine which components are contained in the
feed (i.e., outlet from the reactor network) a priori [60]; henceforth, such feed is termed
as undetermined.

The presence of an undetermined feed makes the use of shortcut methods challenging
because they would have to be used for each disaggregated stream (See Figure ),

so that components that are present in the feed are known a priori, resulting in a

5The contents of this chapter appear in Ryu and Maravelias, Comp. & Chem. Engr. 2020



(A) Reactor System (B) Reactor System

Separation System Y
Product1 Outlet 2 Separation
RNz Product 2 RXN2 System 2
Raw material Outlet [ Product3 Raw material Outlet 3 Separation|
A RS 4> [ I RXN3 System 3
Product Outlet 4 Separation——
RXN4 | Troductm RXN4 Se;):trea;“xr;n
Outlet 5 ’—'—

Figure 2.1: (A): A reactor network (blue box) is connected to a separation network
(red box). Depending on the reactor/reaction selection, component molar flow rates in
the outlet change, while some of them can be zero; (B): Each reactor is connected to a

separate separation network.

computationally challenging optimization problem. Accordingly, when undetermined
feeds are potentially present, relatively simple models with pre-calculation of separation
energy/cost have been adopted [62, 102].

To handle problems with undetermined feed(s) in a more computationally efficient
way, we propose generalized shortcut-based distillation unit models, which can be readily
integrated with or utilized as submodules in other superstructure-based process synthesis

models to calculate the energy requirement or cost for the separation.

2.2 Background

2.2.1 Underwood Equations

We define the ordered set I = {A,B,C, ...} to denote the postulated components in the
feed in decreasing order of volatility. We use the index i to denote the element (e.g., A
or B) or the order of that element (e.g., 1 or 2). If we consider a feed mixture with n

postulated components (|I| = n), the relative volatility of component i («;) is defined as
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the ratio of its vapor-liquid equilibrium constant (K;) to that of the heaviest (i.e., the
least volatile) component (a; = K;/Ky—,). Assuming that the relative volatilities are

constant along the column, it is shown that the followings hold [103] [104],

PORARECE oy leL (2.1)

el YT g iel
Gy lel? (2.2)
i€l ¥~ gbl
—a; B,
Ui _ vy lel? (2.3)
el YT 2

where F; denotes the molar flow rate of component i in the feed; D;/B; denotes the
molar flow rate of component ¢ in the distillate/bottom stream; V'1/V2 denotes the
minimum vapor molar flow rate in the top/bottom section of the distillation column; ¢
denotes the liquid fraction of the feed (e.g., ¢ = 1/0 for saturated liquid/vapor); and
¢ denotes an Underwood root. The set L is defined as {1,2,...,n — 1} to denote the
index of the Underwood roots. Note that the Underwood equations were developed
for systems where a feed mixture has an ideal or near-ideal behavior (i.e., constant
relative volatilities). If the feed mixture is non-ideal, the Underwood equations can lead
to significantly inaccurate solutions, so more rigorous methods (e.g., using tray-by-tray
column models with rigorous energy /mass balance) are needed.

We refer to Eq. as the feed equation while Eqgs. and as the vapor
equations. If all component flow rates in the feed (F;) are given positive, we can solve
the feed equation to calculate ¢;. Each root is bounded by the relative volatilities of
each pair of adjacent components (a; > ¢; > a;11,7 = ). For example, if we have a feed

with four components, I = {A, B, C, D}, then there are three roots satisfying:

OéA>qZ§1>OéB>¢2>Oéc>§Z53>O./D=1 (24)



11

Also, we assume one light key (LK) and one heavy key (HK); the light key is the lightest
component in the bottom stream while the heavy key is the heaviest component in
the distillate stream. Also, we refer to the components between the light and heavy
keys as distributed components and the components that are lighter than the light key
(LLK) or heavier than the heavy key (HHK) as non-distributed components. Usually,
the component molar flow rates of the key components in the distillate and bottom
streams can be set from product specifications. Also, we assume that LLKs and HHKSs
are completely recovered in the distillate and bottom streams, respectively.

If root ¢; is between the relative volatilities of the light and heavy keys, it is termed
as an active root, | € L. If there are p distributed components, there are 1 + p active
roots. These active roots are used to calculate the minimum vapor flow rates in the
vapor equations. For example, if we choose component A/C as the light/heavy key
in the previous example, component B is distributed; thus, we need to use two active
roots between ax and ag¢ (i.e., ¢; and ¢5) in the vapor equations. Also, Dp = 0 and
Bp = Fp are enforced (HHK), and Dy (or Ba) and D¢ (or Be) are determined based
on product specifications. Then, there are two unknowns in Eq. / (ie, V1/V2
and Dg/Bg, respectively). With two active roots (i.e., ¢; and ¢»), we can construct two
equations from Eq. / to calculate the unknowns.

If root ¢p is not between the relative volatilites of the keys (i.e., apx < ¢p or
apk > ¢p), it is referred to as an inactive root, I’ € L**. Underwood [103] and several

researchers [44] [T01] showed that if the distillation column is operated with the minimum
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vapor flow rates, the following inequalities hold for all inactive roots,

a; D;

V1> —y iell e L™ (2.5)
iel " !
o; B; : /_TIA
V22—Za'_¢l/ ieLl' el (2.6)
iel

Thus, incorporating Egs. (2.5) and (2.6)) in a model can remove solutions with compo-
nent distributions that cannot be obtained with the minimum vapor flow rates. Addi-

tional discussion can be found in appendix and other works [44, [101].

2.2.2 Undetermined Feed

Most approaches employing the Underwood equations assume that the components
present in the feed are fixed, so the bounds on each root are known (e.g., Eq. (2.4)).

However, when the feed is undetermined, the bounds may not be valid [61]. To illustrate,

; AT

B+C—->A+D ABCD
e (o
C-2A \]%_'

Figure 2.2: A reactor network is connected to a distillation column; depending on the
reactor selection, the components present in the outlet stream change. If RXNTI is
selected, components A, B, C, and D are included in the outlet. However, if RXN2 is
selected, the flow rates of components B and D are zero, changing the number /location

of the Underwood roots.

we consider the example in Figure [2.2] where there is a reactor network including two
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alternative reactors (RXN1 and RXN2) performing different reactions (B + C — A +
D and C — 2A) to produce final product A from reactant C. Depending on the reactor
selection, the outlet stream from the reactor network consists of either {A,B,C,D} or
{A, C}. If we consider {A,B,C,D} as the postulated components in the outlet stream,
the flow rates of components B and D are zero if RXN2 is selected. Then, there is only

one distinct root (not three) satisfying,

ap > Q1= @2 = @3 > Q¢ (2.7)

where components B and D do not affect the location of the Underwood roots. Hence, if
we find the Underwood roots based on the bounds from the postulated components (i.e.,
{A,B, C,D}), we cannot find any roots in (ac, ap); furthermore, we can find only one
distinct root either in (aa, ap) or (ag, ac), which makes Eq. infeasible. Therefore,
the Underwood equations need to be reformulated with appropriate constraints on each

root, rather than bounds, to address undetermined feeds.

2.2.3 Fully Thermally Coupled Distillation Network

Petluyk and coworkers [77] showed that the energy requirement in a distillation network
can be reduced by removing intermediate heat exchangers between columns, referred to
as thermal coupling. For instance, a condenser (or reboiler) of a column can be removed if
the liquid reflux (or vapor load) is provided by a stream that is withdrawn from another
column.

When the entire vapor load and liquid reflux are provided by a single reboiler and a

single condenser, respectively, the configuration is termed as the fully thermally coupled
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(FTC) configuration [77]. This configuration utilizes sloppy splits, where key compo-
nents are not adjacent (e.g., A and C). In Figure , a distillation network to separate
a ternary mixture (ABC) is shown, where component A/C is selected as the light /heavy
key in the first column, leading to a sloppy split. This configuration can be converted
to a FTC configuration (See Figure ) by removing intermediate heat exchangers,

resulting in only one condenser/reboiler in the network. Interestingly, it is proved that

(B)
ST
AB
—
ABC B
|
BC

Figure 2.3: (A): Distillation network to separate a ternary mixture (ABC) into pure
components. Sloppy split is performed in the first column (AB/BC). Intermediate heat
exchangers are highlighted with black dashed boxes; (B): Fully thermally coupled (FTC)
configuration. Intermediate heat exchangers are removed, so there is only one con-

denser /reboiler in the network.

the minimum energy to separate an ideal zeotropic mixture into pure components via

distillation is always obtained by the FTC configuration [43] 144].
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Using the FTC configuration, we can obtain a more reasonable energy target, com-
pared to purely theoretical approaches (e.g., exergy analysis), for the separation of a
mixture via distillation. For example, R. T. Gooty et al. [101] found that the optimal
distillation network configuration almost always has an energy requirement which is less
than 1.2 times that of the FTC configuration. Henceforth, we refer to the energy re-
quirement for the FTC configuration as the separation energy target. This energy target
can be highly useful for preliminary process synthesis such as an initial screening of
reaction alternatives with the consideration of separation energy. Also, the minimum
vapor flow rate that needs to be condensed/vaporized by the single condenser/reboiler
(V1FTC /Y 2FTCY can be easily estimated by finding the maximum among the minimum

vapor flow rates for splits between adjacent components [43, [44] as follows,

VlFTC = maX(Wi’Hl) (28)

VorTe = vIFTC — (1-¢) ) F, (2.9)

i€l
where Wi,iﬂ denotes the minimum vapor flow rate in the top section of the column
to separate the feed between components ¢ and ¢ + 1, calculated by the Underwood
equations. This approach is called Vmin approach. For example, if we have a feed
with I = {A, B, C,D}, V1fT¢ can be obtained by calculating the minimum vapor flow
rates for A/BCD, AB/CD, and ABC/D splits of the feed (i.e., Vs, Vipc, and Vigp,

respectively) and choosing the maximum among them. Then, V2F7¢

can be easily
calculated with the feed information.
Therefore, if we can calculate minimum vapor flow rates for the splits between all

pairs of adjacent components in the feed, we can also calculate the minimum vapor

flow rates (and energy requirement) needed in the FTC configuration. However, for
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systems with an undetermined feed, these calculations cannot be carried out using the

Underwood equations or any other shortcut methods.

2.3 Generalized Shortcut-based Distillation Column

Model

We propose a novel reformulation of the Underwood equations to address problems with
undetermined feed(s) in a more computationally efficient way. The reformulation enables
the calculation of all roots of Underwood equations. Then, we utilize this reformula-
tion to develop a versatile shortcut distillation column model and a separation energy

targeting model.

2.3.1 Detection of Lightest /Heaviest Component

We introduce binary variable Y; to denote whether component ¢ has a positive molar

flow rate in the feed,
&Y < F <8, iel (2.10)

where §,/9; is a lower/upper bound on F;. We introduce binary variable Y;*/Y;* to
denote that component i is the lightest/heaviest component in the feed. The light-

est/heaviest component should have positive molar flow rates,

YE <Y, i€l (2.11)

Yy <y, iel (2.12)
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and there should be one lightest component and one heaviest component in the feed.

Y vt=1 (2.13)

i€l

d v =1 (2.14)

S

Also, V¥ and Y are constrained as follows:

Y Vi< (i-1)(1-Y} l<iel (2.15)
>3 €l
> Yi<(m—i)(1-Y n>iecl (2.16)
i<i'el

If Y = 1, the right hand side of Eq. (2.15) becomes zero, enforcing that there is no

component that is lighter than i (i.e., > Yy =0). Similarly, if V; =1, Eq. (2.16)

i>irel Li
enforces that there is no component that is heavier than ¢ (ie., > ._, Yy = 0). For
example, in Figure a system with five postulated components (I = {A,B,C,D,E})

is shown, where the molar flow rates of components A and E are zero (YA = 0 and

Ye = 0). Due to Eq. (2.11)), component A cannot be selected as the lightest component

Y, 0 1 1 1 0
B C D
I={ADB,CD,E} } } } } }
Fyn=F=0 Eq. (2.15) Y]_)f' -1 Yé_l —1 Eq. (2.16)
YA =0 YE =0

Figure 2.4: Detection of the lightest/heaviest component in the feed. Molar flow rates
of components A and E are zero, so B/D is the lightest /heaviest component in the feed

(Vi =1/v =1).

(YL = 0). Thus, only Yi¥ can be activated because Eq. (2.15)) is violated if another

component is selected as the lightest component. Similarly, component E cannot be
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selected as the heaviest component due to Eq. (2.12)), and only Y can be activated

because of Eq. (2.16]).

2.3.2 Reformulation of Feed Equation

We define the set of intervals between adjacent postulated components as I® = I\ {i =
n}. For example, if I = {A,B,C,D}, then I* = {A,B,C}, where i € I® denotes
the interval between components ¢ and ¢ + 1. Then, for each interval, we define the
Underwood root ¢;, satisfying ¢; > ¢;+1. We define variable Ufi, as follows,

o F;

a; — @i’

Note that n — 1 Underwood roots are considered in Eq. (2.17)). In the current form, Eq.

Ul = icl i ecI? (2.17)

(2.17)) can lead to numerical instability because the denominator can become too small.

To prevent this, it is reformulated as follows,

Ul (1 - @) =F iel, ¢ el? (2.18)
b O{Z
1 F 1 . . R
w ’ w

where w is a lower bound on ||1 — ¢;/a;|| for which a sufficiently small number (e.g.,
107% ~ 1073) can be used. With this reformulation, the variable Uii-, is bounded by Fj},

leading to better numerical stability. Then, the feed equation can be written as follows:

Y Uuli=01-9) F i e I} (2.20)

i€l i€l
2.3.3 Number of Distinct Underwood Roots

Consider a system with n postulated components. If there are » components with zero

flow rates, the system actually has n — r components; thus, there are only n —r — 1



19

distinct Underwood roots. However, we consider n — 1 roots in Eq. , SO some roots
must be identical.

For this, we define the set I"? = I"\{i = n — 1} to denote the intervals between
the Underwood roots. Then, the difference between adjacent Underwood roots, 4;, is

constrained as follows,

bi — dip1 = N i € IRP (2.21)

(Wit~ Yo~V S A< @—a)(Yin ~¥E, —¥H) i€l (222)

where € can be set as a small number (e.g., 1073 ~ 1072); @/a is an upper/lower bound
on the roots, with @ = a, and a = 1 being valid bounds. If component i 4+ 1 has zero
flow rate (Yi+1 = 0), then Y%, = 0 and Y;#; = 0 are enforced by Egs. and ,
leading to A; = ¢; — ;11 = 0. On the other hand, if component ¢ + 1 has positive molar
flow rate while it is neither the lightest nor the heaviest component, A; > € is enforced.
Finally, if component ¢ + 1 is either the lightest or the heaviest component (Y;_LH =1or

Vi =1), Vi =Y =Y = 0holds, enforcing A; = 0 again. For example, if a system

YAZO YB:1 YC:() YD:1 YE:1

YE=0 YE=1 Yt=0 Yh=0 YE=0

B D E
I1={AB,CD,E} } } } } }
Fp=F=0 pr—+~—Pp—>«— ¢dc— — ¢p
AAZO ABZO ACzE

da=¢ Pp=¢c dc>dp

Figure 2.5: Distinct Underwood roots of a system with I = {A,B,C,D,E} and F) =

Fe =0.

has five postulated components (I = {A, B, C, D, E}), and components A and C have zero

flow rates (See Figure [2.5)), the system has three components and two distinct roots.
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Component B has a positive molar flow rate (Yg = 1) and is the lightest component
(Y =1),s0 Ay = ¢pa — ¢ = 0 is enforced by Eq. . Component C has zero flow
rate, so Ag = ¢ — ¢c = 0 is enforced. Component D is neither the lightest nor the
heaviest component, so a positive difference between adjacent roots (Ac = ¢c — ¢p > €)

is enforced. Thus, two distinct roots are enforced (¢pp = ¢p = ¢c > ¢p).

We refer to the model composed of Eqgs. (2.10)~(2.16)), (2.18)~(2.22) as M1*. Tt

can be used to calculate all the relevant Underwood roots for undetermined feeds.

2.3.4 Valid Constraints on Underwood Roots

In deterministic global optimization, introducing valid strong constraints can reduce the
computation time to obtain the global optimal solution as well as to prove its global
optimality [98]. Although all distinct roots can be found with M1*, each root is not
constrained as tight as possible. Accordingly, we propose valid constraints by utilizing
the understanding of the Underwood equations, which can significantly enhance the
computational performance of the model.

Consider a system with 5 components, I = {A,B,C,D,E}, where all components
have positive molar flow rates. Then, in M1%*, the roots are constrained by Eqs.

and ([2.22)) and bounded by a and 1 as follows,

ap > ¢Ga > ¢ > ¢c > ¢op > ag =1 (2.23)

enforcing four distinct roots. From the knowledge about the Underwood equations, the

roots should satisfy the followings,

QpA > Qp > ap > ¢ >ac > ¢ > ap > ¢p > ap =1 (2.24)
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Accordingly, we can introduce additional constraints as follows,

Yi=1D)A(YE=0)— a; < ¢y l<iel (2.25)

Yi=1) AT =0)— a; > ¢ ieI? (2.26)

7

where ¢;_1/¢; is enforced to be greater/less than «; if component i has a positive molar

flow rate and is not the lightest /heaviest component in the feed. The logical propositions

in Egs. (2.25) and (2.26]) can be expressed using binary variables as follows:

(s + )Y = YE) +a(l-Yi+ Y5 < ¢y l<iel (2.27)

¢i < (o — o) (Vi =Y +a(l - Y+ V) icI? (2.28)

Note that Eq. / becomes redundant when component ¢ has zero flow rate or
it is the lightest/heaviest component.

In the previous example where all components have positive flow rates, Eqs.
and ([2.28)) enforce oy > ¢; > i1, € I¥. Even if some components have zero flow rates,
Egs. and constrain the roots to be between relevant relative volatilities.
For example, if Fyx = Fc =0 (YA = Yo = 0) in the previous system, then there are two

distinct roots (not four) satisfying (See Figure [2.6)),
ap > ¢a = ¢p =¢c >ap > ¢p >ag =1 (2.29)

whereas Eq. (2.22) enforces ¢pa = ¢ = ¢c > ¢p. Then, ¢¢ > ap and ¢p > ag are

enforced by Eq. expressed for i = D and ¢ = E, respectively because Yp = 1 and
Yg = 1. Note that Eq. expressed for i = B is relaxed because Y = 1. Also,
ag > ¢ and ap > ¢p are enforced by Eq. expressed for © = B and i = D,
respectively, because Yg = 1 and Yp = 1. Finally, Eqgs. (2.27)) and expressed for

the components with zero flow rates (i.e., components A and C) become redundant.



22

Eq.(227)  da>a+—  ¢p>a | b > ap [ | ¢ > ap
Wil W
¢a = ¢ =Pc>¢p B|
PR % . @ i
pp —|— ¢8 ¢pc ~—|— dp
Eq.(2.28) > @ > ¢, \—- @> ¢

Figure 2.6: System with I = {A,B,C,D,E} and Fy = F¢ = 0. Constraints from
Eq. (2.27)/(2.28)) are colored in red/blue. Also, if a constraint is not redundant, it is
highlighted with a colored box. Binary variables that relax Eqs (2.27) and (2.28)) are

represented in black boxes.

We refer to the model composed of M1* with Egs. and as M1. In
superstructure-based process synthesis approaches, M1 can be used to calculate all
relevant roots efficiently in the presence of undetermined feeds. Notably, when only
active roots are needed, a simpler approach has been proposed [61], whose effective valid

constraints and its extension for non-sharp splits are presented in appendix and

appendix [A.4] respectively.

2.3.5 Light/Heavy Key Selection
First, we introduce binary variable Y25 /Y;HX to denote the selection of component i as
the light /heavy key. There are one light and one heavy keys,

> v =1 (2.30)

i€l

> ViR =1 (2.31)

i€l
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and they should have positive molar flow rates,
YiE < i€l (2.32)
YHE < i€l (2.33)

The binary variable Z; is introduced to denote whether component ¢ is a distributed

component.

Zi= Y YNy iel (2.34)

i <i—1 i<
2.3.6 Reformulation of Vapor Equations

We define variables U, US;

0,4

b, = el @ el® 2.35
— i€l i'e (2.35)
a; B;
uh, = —— el ¢ el? 2.36
v o — Gy ' ' (2:36)
which can be reformulated as follows,
Uiin(1 — @) = D; icl i’ el? (2.37)
b ai
Upin(1 — @) = —B; icl i’ el? (2.38)
b ai
1 D 1 : -/ R
— -D;<UB < =D, i€l i el (2.39)
w ’ W
1 1
~ =B, <U}, <=B; iel i eI} (2.40)
w ’ w

Note that root ¢; is calculated by M1. Then, the vapor equations (i.e., Egs. (2.2) and

(2.3)) are reformulated as follows,

Vi-S, <> Uh <vi i e ' (2.41)
i€l
V28 <> US <V2 i e IR (2.42)

i€l
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where the nonnegative slack variable S is constrained as follows,

Sy < B(1 — Zy) i e I} (2.43)

Sy < B(1 — YK S (2.44)

The parameter 3 is an upper bound on the vapor flow rate. If a corresponding root (¢;)
is active (i.e., apx > ¢y > apk), Sy = 0 is enforced by Eqs. (2.43)) and (2.44)); then,

=Y Ul and V2 =37, UF, are enforced by Eqs. ) and (| - Conversely,

if the root is inactive, Sy can be positive, so only V1 > Z D oand V2 > Y

ZGI ZEI

are enforced.

For example, consider a system with I = {A B, C, D, E}, where all components have
positive flow rates (See Figure [2.7)). If component B/D is selected as the light/heavy
key (YFE =1 and Y% = 1), component C is distributed (Z¢ = 1). Then, ¢p and

¢c are active (between ag and ap) while ¢ and ¢p are inactive. S = 0 is enforced

g¥=1] | Zc=1]| |¥f¥=1

A B C D E
| N N |
$a | 5 ¢c| ép

Inactive|Root } Active Roots | InactivelRoot

SASﬁ SBIO SCZO SDSﬁ

Figure 2.7: (De)activation of slack variable S; depending on the light/heavy key selec-
tion. Component B/D is selected as the light /heavy key, so C is distributed. Thus, ¢p
and ¢¢ are active (in blue box) while ¢ and ¢p are inactive. Accordingly, Sg and S¢

are enforced to be 0 while Sy and Sp can be positive.

(i.e., ¢p is active) by Eq. (2.44) expressed for i/ = B because Y#* = 1. Also, S¢ = 0

is enforced (i.e., ¢¢ is active) by Eq. (2.43) expressed for ¢/ = C because Z¢ = 1. For
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inactive roots, corresponding slack variables (i.e., Sy and Sp) can be positive.
We assume that LLKs/HHKs are completely recovered in the distillate/bottom
stream. Thus, their component molar flow rates in the bottom/distillate stream are

deactivated accordingly,

B, <8, Y v/ il (2.45)
i/ >4

D, <3, Y VK il (2.46)
i/ <q

=B <D -
where 0, /9, is an upper bound on the molar flow rate of component i in the bot-

tom/distillate stream. Product specifications such as recovery (pF)

D; > pRF, iel” (2.47)
B; > plF, iel” (2.48)
or purity (pf)
D;>pf Y Dy iel” (2.49)
el
B;>p{ > By iel” (2.50)
i€l

can be specified, where I' is the set of components with product specifications. Finally,

the distillation column model, referred to as M2, is formulated as follows:

Calculation of Underwood roots: M1

Distillation column modeling: Eqs. (2.30]) ~ (2.34), (2.37)) ~ (2.46) (M2)

Product specifications: Eqs. (2.47)) ~ (2.50))
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2.4 Separation Energy Targeting Model

Using M1, a separation energy targeting model to separate an ideal zeotropic mix-
ture can be formulated based on the FTC configuration. First, we introduce variable
Ei,i’ /EW to denote the molar flow rate of component i in the distillate/bottom stream
when the split between components i’ and i’ + 1 is achieved. Assuming sharp splits, the

following holds,

B F ifi<i,
Dy = icli el (2.51)
0 ifi>d
Biy = F;— Dy, icliel? (2.52)
=D —B
Then, we define U, ;, and U, ; as follows:
D= iel i el® (2.53)
’ a; — Qi
& el i eI 2.54
i — 1el, i e ( )

which are reformulated using the approaches followed for Eqs. (2.37)~(2.40) (See Egs.
(A.3)~(A.6)). Then, the minimum vapor flow rate for the split between components ¢’

and i’ + 1 (i.e., V1y441) can be calculated as follows,

Vign=Y U i eI? (2.55)

il
Finally, the minimum vapor flow rate that should be condensed in the FTC configuration

(V1FTC) is the maximum among V1 1,
V1FTC > V0 — Si i e IR (2.56)

Sy<p->Y vi-> vh i e TV (2.57)

i >i€l i/ <i€l
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Note that the nonnegative slack variable S; can be positive when the feed keeps un-
changed with the split between components i’ and ¢ + 1. For example, if a feed has
four postulated components {A,B,C,D} while component D has zero flow rate (i.e.,
Yp = 0), the feed remains the same after the split between C and D. However, its mini-
mum vapor flow rate (i.e., V1gp) is calculated as positive because the feed is assumed

to be recovered as the distillate stream by Eq. (2.51). In this case, S¢ can be positive

(A)

YA‘ =1 Ygl =1
1=1{AB,CD} A B ¢ ‘
Fpb=0 — 1 1 I
Vipg <— A/B Sa=0
Vigc B/C Sg=0
Vigp C/D— Sc<p+ Yii=0
. _ in Eq. (2.57
VlFTC = maX(VlA’B, VlB,CJ V1C,D — Sc) q ( )
(B)
YE=1 vii=1
[={ABCD) A B ¢ b
NS _ ¢ — \ \ T
A Vipgs <— A/B SAaSB—Zp° =1
Vigc B/C Sp =0 inEq.(2.58)
VlC,D C/D - SC = 0

V1FTC = maX(ﬁA,B — gA,WB_c,WC,D)

Figure 2.8: (De)activation of slack variable Sy; (A): The molar flow rate of component
D is 0 (Yp = 0). Thus, S¢ can be positive to relax the impact of V1gp on V179 (B):
Components A and B do not need to be separated, so Zy° = 1 is set. Thus, S, can be

positive to relax the impact of V1sp on V1£T¢,

in Eq. (2.57) because Y = 0, relaxing the impact of V1gp on V1¥7¢ in Eq. (2.56)
(See Figure [2.8A). Variable V257C can be calculated using Eq. (2.9) if needed.
Until now, we have considered that every pair of adjacent components is separated.

This leads to the calculation of the minimum vapor flow rates when we separate the feed
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into pure components. However, in some cases, we may not know whether certain pairs
of adjacent components should be separated from each other or not. For example, for
crude oil distillation, many adjacent components do not have to be separated from each
other as long as resulting products satisfy certain property specifications. To model this,
binary variable ZJ'® is introduced, changing Eq. as follows:
Sy<p- Y V= > v'+z)) i e ? (2.58)
i >iel i <iel
If Z¥Y9 =1, Sy can be positive, relaxing the impact of V1; ;1 on V17, For example,
in Figure [2.8B, a system with four postulated components (I = {A,B,C,D}) with
positive flow rates is shown. If we only aim to separate the feed into AB/C/D, then we
can set ZY° = 1 while setting others as 0. Then, V177 will be determined as the max-
imum among WB,C and WQD except WAB because Sa can be positive. Furthermore,
we can let optimization to determine ZJ® depending on desired separation.
One thing to note is that when a pair of components are not separated, these compo-
nents should behave like one component. For example, when components A and B are
not separated, their split fractions to any other downstream units from the separation

system should be identical. To enforce this, additional equations are introduced,

—(1-2ZY) < By — Buyra < (1= 209 eIt ueU (2.59)
Y Epu=1 i el (2.60)
ueU

where set U denotes downstream units connected to the separation system; Ej ,, denotes

the split fraction of component ¢’ to unit w. If ZZ»],V S =1, then Ey . = Eyt1, is enforced.
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The separation energy targeting model, referred to as M3, can be formulated as follows:

Calculation of Underwood roots: M1

Separation energy targeting: Eqs. (2.51) ~ (2.56)), (2.57]) or (2.58]) (M3)

Enforcing split fraction if Eq. (2.58)) is used: Egs. (2.59)), (2.60)

2.5 Utilization For Process Synthesis

The proposed column model (M2) can be adopted as a sub-module for distillation
network synthesis [60]. Also, the separation energy targeting model (M3) can be adopted
to estimate the energy target for the separation without designing the network. Notably,
the proposed models can be readily integrated with reactor network synthesis models,
where efuents can be undetermined due to reaction selections. The integrated model

for combined reactor and separation network synthesis (M'T) can be expressed as follows

(See also Figure [2.9)):

min ¢(z, y)

="y =0

fo(a% y®%) =0

h(z, y) =0 (MT)

[z 2% 2™V =z c X CR?

"y vV =y e Y C{0,1}

Reaction information (e.g., conversions), separation information (e.g., vapor-liquid equi-

librium constants), and cost information (e.g., material costs) need to be provided. Also,
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(MT) Reactor Network Synthesis Model (f*)
Reactor models
" “Reaction !
{_information_{ [T ( FUGad YD =0
7777777777777777 Recycle . Effluent
J={12, ..A,nr}: FRE(RR, yB) = 0 Connectivity of
: unit models

””” Process | R

constraints/ = g (K ¥ig) =0
! specifications. | Coupling constraints Coupling constraints | | P(x,y)
,,,,,,,,,,,,,,,, h(xy) =0 Column models h(x,y) =0
' Cost L N SUfs s
_information__! £yl =0
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Figure 2.9: Integrated reaction-separation network synthesis model

process constraints and specifications (e.g., purity) can be enforced. The objective func-
tion ¥ can be the total annualized cost or the negation of the total profit of the pro-
cess. Vector & denotes continuous variables including those in reactor and distillation
network synthesis models (2 and x°, respectively); y denotes the vector of binary
variables including those in reactor and distillation network synthesis models (y* and
y®); and f R /f % denotes the vector of equality constraints in the reactor /distillation net-
work synthesis model. We use an extent-based reaction model with a fixed conversion
for reactor modeling, although more rigorous models (e.g., kinetics-based) can be also
adopted. Only equality constraints are considered for a generic representation assuming
that inequality constraints can be reformulated to equality constraints.

In Figure [2.9] there are two types of constraints in each network model: equations
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for unit modeling (i.e., fJR’U and j’,f’U for the reactor and distillation networks, respec-
tively) and equations connecting the units (i.e., f*“ and ). The indexes j and k indi-
cate the reactor unit and distillation column unit in the networks, respectively. The vec-
tors of continuous and binary variables for the unit modeling of the reactor/distillation
network are denoted as Cl,’f Jx; and yf /y5, respectively. For the connectivity constraints,
vectors of auxiliary continuous (2" /2" and binary (y®" /y>W) variables may be
needed. Notably, the proposed column model (M2) can be used for unit modeling (i.e.,
f,f’U), while the proposed separation energy targeting model (M3) can be used for the
entire distillation network modeling (i.e., f°). Vector h denotes the constraints coupling
the reactor and distillation network synthesis models; variables describing the efHuents
from the reactor network (e.g., temperatures, flow rates, etc.) are coupled with those
describing the inlets into the distillation network. Also, variables describing the outlets
from the distillation network can be coupled with those describing the recycle streams
for the reactor network. In the coupling constraints, auxiliary continuous (z**") and
binary (y") variables may be needed. More information about the integrated model
can be found in [81]. In the distillation network superstructure, columns can be deacti-
vated; to model this, we need to reformulate M2. Binary variable Y, is introduced to
denote the activation of column [. Also, all variables and equations in M2 are written
for each column [. If a column is deactivated (i.e., ¥;¢ = 0), the total molar flow rate of
the feed into column [ is enforced to be zero,

Ve <N R <8 v° leL (2.61)

i€l

where 8] /SIT denotes a lower /upper bound on the total molar flow rate. Egs. (2.13]) and
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(2.14) are reformulated as follows,

> vh=vf leL (2.62)
i€l
> vl =vf leL (2.63)
i€l

and Egs. (2.30) and (2.31]) are reformulated as follows,

PR T leL (2.64)
i€l
PR G leL (2.65)
i€l

Finally, slack variable S;; is enforced to be zero if the column is deactivated,
Spi < BY,° leL,icI? (2.66)

When a column is deactivated, binary variables Yf; /Y and Y/EK/ Yff K are enforced to

be zero, and only one distinct Underwood root in (1, aa) is found due to Eq. (2.22)).

2.6 Illustrative Examples

All examples are solved using solver BARON (19.12.7) [64] through GAMS (30.1.0) on
a machine with AMD Ryzen 7 1700X processor 3.40 GHz and 16 GB memory. For the
stopping criteria, the relative optimality gap is set to zero, and the resource limit is set

to 1000 s.

2.6.1 Impact of Valid Constraints on Column Model

We study the impact of the proposed valid constraints (Eqs. (2.27) and (2.28])) on

the solution time of the distillation column model (M2). Six problems with four
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(I={A, B, C,D}) to nine (I={A,B,C,D,E, F, G, H,I}) components are solved with(out)
the valid constraints (M2/M2%*, respectively) (See Figure [2.10|). Feeds are assumed
to be saturated liquids streams. The objective is to minimize the vapor flow rate in the
top section of the column (V'1), which is used as a surrogate variable for the cost. At
least 95% of B/D should be recovered in the distillate/bottom stream, respectively.

Model/solution statistics of the resulting models are shown in Table [2.1] With
M2, all the problems can be solved in less than or around 1 s; however, with M2*, the
solution times increase considerably (i.e., 1~3 orders of magnitude); furthermore, when
there are more than eight components, even a feasible solution cannot be found within
the resource limit. This example shows a significant impact of the valid constraints on
the computational performance of the proposed models.

Specifications

— Dg = 0.95
A
B
C
E LK:?
°| F HK:?
= G
< H
I
\'i%—v Bp > 0.95
min V1

Figure 2.10: Schematic representation of problems in example [2.6.1
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Table 2.1: Model/solution statistics of resulting models in example with M2* and
M2. Symbol { in the solution time denotes that the solver could not find a feasible

solution within the resource limit (1000 s)

M2* M2
Components | Eqs/vars(binary) Times, s | Eqs/vars(binary) Times, s
4 132/81 (24) 1.21 138/31 (24) 0.21
5 187/116 (30) 2.56 195/116 (30) 0.23
6 250/157 (36) 1072 | 260/157 (36) 0.31
7 321/204 (42)  79.79 | 333/204 (42) 0.27
8 400/257 (48) t 414/257 (48) 0.49
9 487/316 (54) t 503/316 (54) 1.07

2.6.2 Application of Distillation Column Model in Distillation

Network Synthesis

We consider a saturated liquid feed at 1 bar with seven components (I = {A: N-Hexane,
B: 2,4-Dimethyl Pentane, C: N-Heptane, D: 2,2 3.3-Tetra Methyl Butane, E: N-Octane,
F: N-Nonane, G: N-Decane}) to produce four products which contain at least 90% of
components A, C, E, and G, respectively. We consider a distillation network with three
distillation columns (i.e., L = {H1,H2, H3}) as shown in Figure [2.11]A. The objective
is to minimize the total vapor flow rate in the network (i.e., >, .k V'1x). Note that we
do not need to specify key components a priori.

The resulting model has 1243 equations and 484 variables with 126 of them being
discrete variables. The optimal solution, which is obtained in 80.55 s, is shown in Figure
2.11]B. The total vapor flow rate is 5.354. Component D/E is selected as the light /heavy

key in column H1 while A/C and F/G are selected in columns H2 and H3, respectively.
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Figure 2.11: Utilization of the proposed column model as submodules for distillation
network synthesis; (A): Problem setting; (B)/(C): Solution with Fr = 0.302/0. Active

roots are colored in blue.

Note that the recovery of the light key (i.e., D) in the distillate stream of column H1
is low (Dp/Fp = 0.578), denoting a non-sharp split. Thus, a considerable amount of
component D is still present in the bottom stream of column H1, which is recovered as
the distillate stream of column H3. The results from the proposed model are used for
the rigorous simulation using the equilibrium mode of Radfrac module in Aspen Plus
V11. Specifically, we use V2 and ), D; obtained from the proposed model as the boilup
and total distillate stream rate, respectively, in Radfrac modules with Peng-Robinson
method for thermodynamic property calculation. The simulation results are in good
agreement with the results from the proposed model (See Table .

In addition, to illustrate the capability of handling the undetermined feed, we change
the molar flow rate of component F in the feed to column H1 to 0. The optimal solution,
which is obtained in 18.55 s, is shown in Figure [2.11/C. The total vapor flow rate is
5.179. Due to zero flow rate of component F, the key selection in column H1 is changed

to E/G, and ¢ = ¢r is enforced in all columns. The results are used for a rigorous
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Table 2.2: Comparison of results between M2 and rigorous simulation with Frp = 0.302.

- H1 H2 H3

: D, B, D, B D, B,

- | M2 | Aspen | M2 | Aspen | M2 | Aspen | M2 | Aspen | M2 | Aspen | M2 | Aspen
A | 0.255 | 0.255 - 0.000 | 0.229 | 0.228 | 0.026 | 0.027 - 0.000 - 0.000
B | 0.859 | 0.859 - 0.000 | 0.428 | 0.433 | 0.431 | 0.426 - 0.000 - 0.000
C 1 0.595 | 0.595 - 0.000 | 0.060 | 0.055 | 0.535 | 0.540 - 0.000 - 0.000
D | 0.214 | 0.227 | 0.157 | 0.144 - 0.000 | 0.214 | 0.227 | 0.157 | 0.144 - 0.000
E | 0.036 | 0.023 | 0.327 | 0.340 - 0.000 | 0.036 | 0.023 | 0.327 | 0.298 - 0.042
F - 0.000 | 0.302 | 0.302 - 0.000 - 0.000 | 0.105 | 0.120 | 0.197 | 0.182
G - 0.000 | 0.415 | 0.415 - 0.000 - 0.000 | 0.041 | 0.068 | 0.374 | 0.347

simulation (See Table [2.3)).

2.6.3 Synthesis of Reactor-Distillation Network

The synthesis of a reactor-distillation network is studied, where distillation columns in
the network are modeled using M2. In the reactor network, there are seven alternative
reactors carrying out different reactions to produce main product E; different reactions
produce effluents with different components (ACE, ABCE, ADEF, ACEG, BCE, BCEF,
and BCEG). Product specifications are given as at least 95% purity and 90% recovery
of main product E.

We assume that product E can be separated by using at most two distillation
columns; for example, if a feed with I = {A,C,E,F} is to be separated, we have two
options. First, we can choose E as the light key (ACE/F) in the first distillation column
and separate its distillate stream in the following column where E is selected as the heavy

key (AC/E). In the second option, we can choose E as the heavy key first (AC/EF) and
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Table 2.3: Comparison of results between M2 and rigorous simulation with Fgp = 0.

- H1 H2 H3

: D, B, D, B D, B,

- | M2 | Aspen | M2 | Aspen | M2 | Aspen | M2 | Aspen | M2 | Aspen | M2 | Aspen
A | 0.255 | 0.255 - 0.000 | 0.229 | 0.228 | 0.026 | 0.027 - 0.000 - 0.000
B | 0.859 | 0.859 - 0.000 | 0.428 | 0.433 | 0.431 | 0.426 - 0.000 - 0.000
C 1 0.595 | 0.595 - 0.000 | 0.060 | 0.055 | 0.535 | 0.540 - 0.000 - 0.000
D | 0.213 | 0.233 | 0.158 | 0.138 - 0.000 | 0.213 | 0.233 | 0.158 | 0.138 - 0.000
E | 0.036 | 0.016 | 0.327 | 0.347 - 0.000 | 0.036 | 0.016 | 0.327 | 0.319 - 0.028
F - - - - , - - - - - . -

G - 0.000 | 0.415 | 0.415 - 0.000 - 0.000 | 0.041 | 0.069 | 0.374 | 0.346

then separate the bottom stream while choosing E as the light key (E/F).

Thus, in the distillation network, three distillation columns (L = {H1, H2, H3}) are
considered (See Figure [2.12/A). In column H1, component E can be selected either as
the light key or heavy key. If E is selected as the light key, then the distillate stream
from column H1 can either be the main product or be sent to column H2 for further
separation. If column H2 is active, component E should be selected as the heavy key
in H2, and its bottom stream becomes the main product. On the other hand, if E is
selected as the heavy key in H1, the bottom stream from H1 can either be the main
product or be sent to column H3. In column H3, E is selected as the light key, and the
main product is recovered as the distillate stream. The objective is to maximize profit
which is equal to the revenue from the main product minus reactor and separation costs.
The separation cost is calculated based on the summation of all vapor flow rates in the
distillation network. More details can be found in the supporting information of the

original work [83].
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Figure 2.12: Integration of reactor network synthesis with distillation network synthesis
utilizing the proposed distillation column model. In the optimal solution, reaction 7 is

selected. Main product E is colored in blue, and active roots are colored in green.

The resulting model has 1241 equations and 497 variables with 136 of them being
discrete variables. The optimal solution, which is obtained in 15.6 s, is shown in Figure
2.12B. The optimal profit is $2.44x10°/yr. In the optimal solution, reaction (7) (pro-
ducing components B, C, E, and G) is selected. Also, columns H1 and H3 are selected,
where components C/E and E/G are selected as the light /heavy key, respectively. Note
that component C is not perfectly recovered in the distillate stream in column H1, which,
in turn, results in the increase of the total molar flow rate of the main product (i.e., the

distillate stream of column H3) while satisfying the purity specification.

2.6.4 Optimal Reaction System Selection with Separation En-
ergy Targeting

We consider effluents from high-throughput experiments where 30 reaction systems are
studied. We seek to identify an optimal system (i.e., leading to the highest profit) while

considering the separation cost for the efluent. Depending on the reaction selection,
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components that are present in the effluent vary (See Figure [2.13]A), leading to 15
postulated components (i.e., A to O). Rather than designing the separation network,
we aim to calculate the energy requirement target to separate the effluent into pure
components, so the proposed separation energy targeting model (M3) is utilized.

The resulting model has 1480 equations and 979 variables with 75 of them being
discrete variables. The optimal solution, which is obtained in 69.25 s, is shown in Figure
[2.13B. The optimal reaction is reaction 13, so the feed contains components A, B, C,
D, E, F, I, K, L, M, and N. The split between components M and N (denoted as M/N)
determines the energy target of the distillation network (V1yn = 6.03) while minimum
vapor flow rates for other splits can be calculated from the optimal solution as shown in
Figure . The optimal profit is $17.84 x 10°/yr while revenue is $51.20 x 10°/yr,

reaction system cost is $8.25 x 10°/yr, and separation cost is $25.11 x 105 /yr.

A4) (B)

BGHIJKM 16 AEIKMNO
CEHIKL 17 BDFGHIJMNO
DEFGJLN 18 BDEFIJKLM
BHIK 19 BCEFIJKNO
FIJKLO 20 ACFINO
DEFGIJKMNO 21 ACGHIJLM
DILM 22 CDFHIJKMO
BCEFGHN 23 ABDEHJKM
BCDGILN 24 EKLMNO

10 ACDGIJMNO 25 ABCDIINO
11 ABCDEHJKNO 26 ACEGI]

12 CDGJKNO 27 ABCFHIO
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Figure 2.13: Separation energy targeting for optimal reaction selection; (A): Problem
description; (B): Optimal solution. Reaction 13 is selected as the optimal reaction.
The split between components M and N (M/N) determines the energy target of the

separation.
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2.6.5 Integrated Process Synthesis with Separation Energy Tar-
geting

We seek to synthesize a multiple stage process using 13000 ton/yr of itaconic acid,
adopted and modified from [62]. Four stages of reaction-separator networks (See Figure
A) are considered based on the reaction network in [62]; in the first stage, itaconic
acid (H), can be converted to 2-methylsuccinic acid (D), 3-methyl-dihydrofuran-2(3H)-
one (C), or 3-methlyenedihydrofuran-2,5-dione (F) through RXN1, RXN2, or RXN3,
respectively. Then, the outlet from the mixer is separated in the separator block (i.e.,
S1), which is modelled by M3. Components D and F are sent to the second stage or
can be sold to the market; component H is recycled back to the reactor, while com-
ponent C can be sold to the market or sent to the third stage. Then, in the second
stage, component D can be converted to 4-hydroxy-3-methylbutanoic acid (G), C, or 3-
methyldihydrofuran-2,5-dione (E) through RXN4, RXN5, or RXNG, respectively; also,
component F can be converted to E through RXN 7. From the separation block (i.e.,
S2), components C and G can be sent to the third stage or be sold to the market while
component E can only be sold to the market. Components D and F are recycled to the
second stage. In the third stage, components G and C can be converted to B through
RXN 8 and RXN9, respectively. From S3, components G and C are recycled to the
third stage while component B can be sent to the fourth stage or sold to the market.
In the fourth stage, component B is converted to 3-methyltetrahydrofuran (A) through
RXN10. From S4, component B is recycled to the fourth stage, while component A is
sold to the market. In each stage, only one reaction can be selected, while an entire stage

can be deactivated. We assume that all reactions have fixed conversions (i.e., {; = 0.9),
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following [62].
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Figure 2.14: Integrated process synthesis with the proposed separation energy target-
ing model (M3), which can calculate the energy requirement target for the separation

without designing the network; (A): Superstructure; (B): Optimal solution.

Notably, feeds into separation blocks can contain different components depending
on decisions in upstream processes. For example, if RXN1 is selected, the feed into S1
contains only D and H while it contains F and H if RXN3 is selected. The objective is
to maximize profit which is equal to the revenue from products (i.e., A, B, C, D, E, F,

G) minus raw material cost, and separation cost.



42

The resulting model has 611 equations and 392 variables with 56 of them being
discrete variables. The optimal solution, which is obtained in 2.23 s, is shown in Figure
[2.14B. The optimal profit is $5.8 x 10°/yr while revenue is $28.4 x 10°/yr, raw material
cost is $20.8 x 10 /yr, and separation cost is $1.810°/yr. In the optimal solution, only
the first and second stages are active, and RXN3 and RXNT7 are selected, which are
consistent with results from [62], although the separation cost is modelled in a different
way. For the first distillation network (S1), V1£7¢ is calculated as 1.101, which is based
on the split between components F and H. For the second distillation network (S2),

V1FTC is calculated as 2.508, which is based on the split between components E and F.

2.6.6 Bio-refinery Optimization for Bioethanol Upgrading

Large-scale deployment of biofuels has the potential to mitigate the negative impacts
of fossil fuel consumption. However, the most commonly available biofuels, i.e., ethanol
and biodiesel, have maximum blending ratios with fossil-based fuels due to their proper-
ties. To achieve a higher market penetration of biofuels, upgrading ethanol into advanced
biofuels is a promising way in three ways: first, existing infrastructure for ethanol manu-
facturing can be utilized; second, fuels in the whole distillation spectrum can be produced
with ethanol upgrading; third, advancements in ethanol chemistry can be exploited to
produce fuels with tailored properties. Although ethanol upgrading is promising, find-
ing good strategies is not easy and requires system-level thinking. One of the reasons
is that there are numerous candidate reactions and their combinations, whose evalua-
tions are non-trivial. For example, there are more than twenty chemistries to upgrade

ethanol, and they can be used in multiple serial and parallel arrangements. Furthermore,
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each chemistry can be achieved by several different catalysts. Additionally, properties of
product fuels need to be simultaneously considered. Due to these difficulties, researchers
have mainly relied on their own understanding of chemistry, fuel properties, and pro-
cess synthesis to design new upgrading strategies. However, this ad-hoc approach may
miss novel opportunities and limit the system-level understanding. Therefore, a system-
atic framework to represent the ethanol upgrading problem is needed to systematically
identify relevant trade-offs and novel upgrading strategies.

An effective framework should enable the simultaneous assessment of capital and
operating costs. Accurate estimations of these costs for each option require extensive
efforts, including extensive simulations and Techno-Economic Analysis (TEA). However,
with thousands of alternatives, it is not possible to attain this level of detail; hence, it is
necessary to find strategies to estimate these costs more efficiently. Accordingly, Lange
correlation can be utilized to estimate the capital cost of a process based on the total

amount of heat exchanged within the process,
C = p(QF) (2.67)

where C' denotes the capital cost; 1 denotes the cost coefficient; QF denotes the amount
of heat exchanged. To estimate the heat exchanged within separation systems, we use the
separation energy targeting model (M3). Being combined with targeting-type models
for the reactor system, we can survey a large number of alternatives without extensive

simulation efforts to design the separation system for each candidate process.
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Superstructure

We generate a superstructure embedding the state-of-the-art technologies for ethanol
upgrading, including 22 different chemistries and 112 catalysts, upgrading ethanol to
gasoline, jet fuel, and diesel (See Figure . The associated optimization model will
be included in the future publication. Notably, the separation system should handle
an undetermined feed because the components in the feed can vary depending on the

selected catalyst.
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Figure 2.15: Superstructure of ethanol upgrading process. Three types of ethanol (i.e.,
50%, 95%, and 100% weight percent ethanol) are considered. Each block is named after

its primary reactant (A: Alcohols, O: Olefins; number denotes the number of carbons).

Results

By using the proposed framework, promising routes to produce gasoline, jet fuel, and
diesel from ethanol can be identified (Figure A). Also, the minimum selling prices,
fuel yields, and energy yields (Figure 2.16B and ) can be assessed depending
on the complexity of the biorefinery (i.e., the number of selected chemistries), which

provides the system-level analysis of ethanol upgrading strategies.



45

(A) g (B):

2 a) —=— Gasoline —@— Jet Fuel—&— Diesel el (b)
=
=71 22 = Jet fuel
192 <
P 7 20
8°] 0 18~ o m e = WO
157 £ g Te So =y S —
0 S w
54 'S
£ s0E Wiad = ERO
21 2 wE 2124 Sl
2 z G, Gasoline
4 =} 14
85 g, 0z 08 Increasing complexity
2 4 (More chemical transformations take place
g € 20 0.6 4 in the biorefinery)
£ £ —_— -
2 50 2,] 0 044
3 ==
& 02] :lzz
14 1 0

2 3 4 2 3 4
Maximum number of chemistries blocks Maximum number of chemistry blocks

Figure 2.16: Results from optimal solutions; (A): Optimal chemistries and catalysts

selected; (B): Minimum Fuel Selling Price (MFSP) and fuel yield; (C): Energy yield



46

Chapter 3

Generalized Distillation Network

Synthesis’

3.1 Motivation

Although distillation network synthesis problem has been studied for several decades,
most existing models are built upon several assumptions: 1) there is a single mixture
to be separated (referred to as a source in this work); 2) components to be separated
are known a priori; and 3) outgoing streams from the distillation network, referred to
as outlets, are assumed to be almost pure components. However, if reactor network
synthesis is considered with distillation network synthesis simultaneously, the number
of sources and the components present in the sources can vary depending on decisions
(e.g., reaction selection) in the network. Also, outlets can include products with multiple
components as well as recycle streams, whose compositions are also decisions to be made
in the synthesis problem. We refer to distillation network synthesis problems where
aforementioned assumptions are relaxed as generalized problems.

Accordingly, we propose a superstructure-based distillation network synthesis model

5The contents of this chapter appear in Ryu and Maravelias, Chem. Eng. Sci. 2021
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to address generalized problems, thereby widening the scope of superstructure-based dis-
tillation network synthesis. The proposed model is applicable to systems with near-ideal
mixtures as sources. It can handle multiple sources when components that are present
in the sources can vary, while considering interactions between separation steps. Also,
bypass streams are considered to avoid unnecessary separations with full consideration
of thermal coupling, resulting in novel solutions. Due to its capabilities, the proposed
model can be readily integrated with superstructure-based reactor network synthesis to
formulate and solve an integrated synthesis problem for an entire process [81], realizing

full benefit of the superstructure-based process synthesis approach.

3.2 Superstructure

We present the concepts and methods for the generation of the distillation network

superstructure.

3.2.1 Superstructure Generation

We propose an extended version of the matrix method [89] combined with a network-
based representation (i.e., we use the concepts of nodes and arcs). First, we define the
set N to denote all nodes in the superstructure. We define source nodes N5° (yellow
circle in Figure which correspond to sources. Also, we define sink nodes N°! (blue
circle in Figure , where each sink node has an outgoing stream denoting the outlet
of the distillation network. Outlets include products as well as recycle streams. Then,
we define the ordered set I = {A, B, C, ...} (|]I| = n) to denote postulated components in

sources in decreasing order of volatilities. We use index i to denote elements or orders
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of elements (e.g., 1 or 2) in the set.

We introduce a matrix with n rows and n columns, where the set J/K denotes its
rows/columns. Elements in the upper triangular part {(j, k)[j < k} of the matrix are
referred to as distillation nodes, denoted as NP. In Figure a distillation network
superstructure with four postulated components in the source (I = {A,B,C,D}) is
shown. We refer to distillation node (j, k) as an upstream node with respect to node

(7', k') if k < k' while as a downstream node if k > k'.

Recycle
stream

i
|Outlets

i
Reactor Source !
| ——————> Product

i

effluent

Source node Source arc
O Sinknode - + Bypass arc
O Mixture node — Toparc

O Pure componentnode — Bottom arc

Figure 3.1: Distillation network superstructure to separate one source with postulated

components {A, B, C,D}. Two sink nodes (blue circles) are shown for simplicity.

C

For each distillation node, the set of postulated components, 17, is defined as follows,

I, ={iellj <i<n—k+j} (j,k) € NP (3.1)

where only these postulated components are considered to define potential separation

tasks in each node; notably, postulated components can be different from components



49

that are present. We denote the lightest and heaviest postulated components as szk =7

and zﬁ =n — k + j, respectively, and enforce them to be present in the sum of all inlets
to node (j,k) while other postulated components may not be present. For example,
in Figure [3.1 node (1,2) has I, = {A,B,C} with i, = A and i{, = C. Thus,
components A and C are enforced to be present in the sum of all inlets into node (1,2)
while B is not necessary. Accordingly, splits AB/C, A/BC, AB/BC (i.e., split between
A and C while B is distributed), and A/C (i.e., split between A and C without B)
are considered as potential separation tasks. Notably, split A/C is considered due to
undetermined sources, whereas it is ignored in the matrix method [89] which is based
on the assumption that components ABC are always present. Note that component D,
which is not included in I%,, can be present in inlets into node (1,2), but it is ignored

when potential separation tasks are determined.

3.2.2 Distillation Nodes

There are two types of distillation nodes:

e Mixture node (black circle in Figure [3.1), (j,k) € N°M = {(j,k) € N°|k < n},

which consists of a mixer, a splitter, and a column (See Figure )

e Pure component node (red circle in Figure 3.1)), (j,k) € N°" = {(j, k) € N°|k =

n}, which consists of only a mixer and a splitter (See Figure [3.2B).

The mixer in a distillation node has three origins of inlets: 1) top section, 2) bottom
section of columns in upstream nodes, and 3) source nodes (See Figure (3.2]). Then,
the outlet from the mixer splits in the splitter, where a part of the outlet can be sent to

sink nodes directly, termed as bypass streams. The consideration of the bypass stream
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enables to avoid unnecessary separation, leading to novel solutions that cannot be found
by previously proposed methods. In a pure component node, all streams are sent to sink
nodes (See Figure [3.2B). In a mixture node, the rest of the stream is sent to the col-
umn (See Figure [3.2]A), which has the top/bottom section where the distillate/bottom
stream is recovered with the condenser/reboiler. Note that what we term columns in
our representation can be stacked to form a single column; therefore, they are equivalent

to pseudo-columns in the matrix method.

(A) (B)

Distillate =
bottom HH
1L
— (::> source "
/r’mxer splitter

o bottom \ HH
1l
- (::> source / —
i litt
top mixer splitter

Bottom —>

Figure 3.2: (A) Mixture node. (B) Pure component node.

3.2.3 Arcs

We define the set A to denote all arcs, which represent connections between nodes. Four

types of arcs are defined (See Figure (3.1)):
e Source arc (yellow dashed line), A®, from a source node to a distillation node.

e Top arc (green solid line), AT, from an upstream node to a downstream node,

representing flow from the top section of the upstream column:

AT = {0k g K =0,k >k, (k) e NPYL(LK) e NP (3.2)
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e Bottom arc (red solid line), AP, from an upstream node to a downstream node,

representing flow from the bottom section of the upstream column:

AP = (G, k, j KK —§ =k —j,k >k (j,k) € NPM (7, k') e NP} (3.3)

e Bypass arc (blue dashed line), AP from a distillation node to a sink node.

In the matrix perspective, top arcs (AT) represent the connections between two distilla-
tion nodes on the same row (5 = j/), while bottom arcs (A®) represent the connections
between two distillation nodes on the same diagonal (k' — j' = k — j). Also, we refer
to top arcs from node (j, k) as A]-Tks, while top arcs toward node (j, k) as AJTkE. Bottom

arcs from node (j, k) are denoted as A?,f while those toward node (j, k) as AL”.

3.2.4 Logic Rules and Connectivity

Here, it is assumed that there is only one source node to facilitate the presentation of the
model, which will be relaxed later. We assume that the source and outlets are saturated
liquid. We introduce Y}} € {0,1} to denote the activation of the source arc to node
(7, k) and enforce that only one source arc is active.
Z Vi =1 (3.4)
(j,k)eNP
Also, we introduce Xj; € {0,1} to denote the activation of node (j, k). When Yj; = 1,

the corresponding distillation node should be also active,
Y < Xy (j.k) € NP (3.5)

The activation of a top/bottom arc is denoted by Y /YR € {0,1}, where Y., =

1/Y 3} = 1 denotes that the top/bottom arc from node (j,k) to (5, k') is active. If
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Xk =1, at least one arc toward node (j, k) should be active,
Xjk < Y + Z Y + Z Yiiin (j, k) € NP (3.6)
(7K jR)EATE (7K jR)EATE
which can be the source arc or top/bottom arcs. We enforce that no more than one top
arc and one bottom arc toward the same node can be active at the same time,
e Xk = Z Y]'/Tk/jk + Z Yﬁ:/]’k (J,k) € NP (3.7)
7'k k)€ ATE (4K jk)EATE
based on the results from previous works [14, [72]. Eq. cuts off some feasible
solutions that are unlikely to be optimal. For distillation nodes that are located on the
first row or the principal diagonal of the matrix (i.e., {(j,k) € N°|j = kor j = 1}),
only one arc can be active (i.e., (j, = 1); otherwise, (j; = 2.
We introduce X jck € {0, 1} to denote the activation of the column in a mixture node.

If and only if column (7, k) is active, one top and one bottom arcs from (j, k) are active,

XG= Y Y (4, k) € NPM (3.8)
(jok.g' K EATS
XG= Y Yiw (j, k) e NPM (3.9)

(..’ k) EATD
If a mixture node is active, at least one of the followings should hold: 1) the column

inside is active or 2) at least one bypass arc from the node is active,

X < XG+ > Y, (j, k) € NPM (3.10)
SENSI
where Y1, € {0,1} denotes the activation of the bypass arc from node (j,k) to sink

node s. If node (j, k) is not active, then all arcs from the node (i.e., top/bottom arcs
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and bypass arcs) cannot be active.
SN Yt Y YR <2Xy (j, k) € NPM (3.11)
(i’ k) EATS (Gki'K)EAT]

YE < X (j,k) € NP s € N¥ (3.12)

J

3.3 Model Formulation

We present the formulation of the proposed model for distillation network synthesis

based on the superstructure generated in section

3.3.1 Distillation Network Sources

The component molar flow rate of the source (F}) is disaggregated into Fg ks

= > F iel (3.13)
(j,k)eNP

F, < 5 Y, ie1,(j,k) € NP (3.14)

where F ok = FY if Y = 1; otherwise F FO, = 0. Parameter 5? denotes an upper bound

ijk T
on the molar flow rate of component i. Also, we introduce Y; € {0, 1} to denote whether

the molar flow rate of component 7 in the source is greater than threshold value é?,
&Y, < FY <8, + 001~ V) i€l (3.15)

If the molar flow rate of component i is greater than é? (i.e, Y; = 1), the component is
considered to be present; if it is less than &7 (i.e., ¥; = 0), the component is considered

to be not present, that is, it is not considered for task selection though material balances
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for it are enforced. If needed, the presence of a component can be determined based on
its molar fraction in the source,

(1Y) S F) 3 Y FY <8 iel D

i€l

where 8 is an upper bound on the total molar flow rate of the source. If the molar
fraction of component ¢ is less than ~; (i.e., FY — Y, FY < 0), the component is
considered to be not present. (i.e., ¥; = 0). Note that 6 and 7; can be adjusted
depending on the desired accuracy; if a component with a smaller molar flow rate or
molar fraction should be considered, then 8" or 7; can be adjusted to a smaller value. If

component ¢ is not present, nodes with either Zij =1 or zﬁg =4’ cannot be active

X 2Y; (j.k) eNPie {Z]Lkvzﬁc} (3.16)

because the lightest /heaviest postulated components should be present (see section.
For example, in Figure , a system with postulated components I = {A;B,C,D} is
shown, where only A, B, and D are present in the source. Accordingly, nodes with
I]Qk € {{A,B,C},{B,C}, {C,D},{C}} cannot be active (See Figure ) due to Eq.
because component C is required for these nodes to be active. Also, only one top
arc and one bottom arc originating from node (2,2) (i.e., (2,2,2,4) and (2,2,4,4)) can be
active (IS, = {B,C,D}). Two feasible distillation networks are shown in Figure [3.3[B

and Figure (3.3

3.3.2 Material Balances

We present material balances 1) inside each distillation node and 2) between distillation

nodes.
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Figure 3.3: (A) Distillation network superstructure for the separation of the source with
I={A,B,C,D} and F{ = 0; nodes that cannot be active due to Eq. (3.16]) are in gray

with C in bold; (B, C) feasible distillation networks.

Distillation Nodes

The molar flow rate of component ¢ in the sum of all inlets to node (j, k) is denoted as
Fi,. If node (j, k) is active, the lightest and heaviest postulated components (i.e., 2ij

and zﬁ) are enforced to be present in the inlets,

Fijr > 6] Xjx (S {ka,lﬁ}, (j,k) € NP (3.17)

In a mixture node, the sum of all inlets splits into the bypass stream (ngs) and the
column feed stream (Fj,),

Fye=Y_ FL +F5  (j.k)eNM iel (3.18)

seNSI

while the sum of all inlets becomes the bypass stream in a pure component node:

Fy= > Ff (j, k) € NPP iel (3.19)

ijks
seNSI
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Bypass streams (F, ) are constrained as follows,

ijks

F‘i‘ljjks - Ejksﬂjk 1€ L (.]7 k) € ND7 ENS NSI (320)
By <V, (k) € NP5 € N (3.21)

where Ejjs denotes the split fraction of the bypass stream to sink node s; if the bypass

arc from node (7, k) to sink node s is not active (Y

ks = 0), then Ejg = 0. The material

balance around a column is as follows,
F5, = Diji + Bij i€l (j.k)e NM (3.22)

where D;;;, and B;j, denote the molar flow rates of the distillate and bottom streams,

respectively. The distillate and bottom streams are coupled with internal liquid/vapor

streams (See Figure [3.4A),

Z Dz’jk - Vljk - Lljk (.]7 k) e NDM (323>
i€l
> Bk = L2 — V2 (j, k) € NPM (3.24)
1€l

where V'1,,/V2;, denotes the vapor molar flow rate in the top/bottom section and
L1, /L2j; denotes the liquid molar flow rate in the top/bottom section.
Between Distillation Nodes

We introduce ﬁijkj/kf /Eijkj/k/ to denote the molar flow rate of component i from the

top/bottom section of column (7, k) to node (j’, k). Variables lN)ijkj/k, and Eijkj/k, are
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constrained as follows,

Dijp — 02,(1 = Y ) < Dijijie < Diji i€l (G, kj K)e A" (3.25)
Dijrik < SY ki iel (j,k j K)e AT (3.26)
Biji — 05, (1 = Yi%u) < Bijkjor < Biji i€l (kg K)e AP (3.27)
Bijije < 05, YR icL(j,k j K)c AP (3.28)

where 5zjk/5]k is an upper bound on D;j;/B;jk. If the top arc from node (7, k) to (', k")

A) (B)

P
Fiizs

T —»—»I

Di1112 = Firz
I

_é_’Dijk 5i1112 =~Di11
J— o ABuus =0

V1l L1y
Fox —Liquid F_lC“,
| IR T »Vapor l
V2. |12
V2ici | L2k | bottom \/ ) Bi1122 =0
; 4B

[ ; 11
i
: Bit13s = Bix
i = Bj; |

Biy133 = Fis3

C
Fis3 Fizz
—

(24
P
Fi33s

Figure 3.4: (A) Material flows inside distillation column in mixture node (j,k); (B)

Material balance between different nodes with disaggregated distillate/bottom streams.

is active (i.e. Yk],k, = 1), then ﬁijkj/k/ = D,j;i, is enforced. Similarly, if the bottom arc
from node (j,k) to (5, k') is active (i.e., Y;7,., = 1), then Eijkj/k, = B,ji is enforced;
otherwise, IN)ijkj/k, = 0 and Eijkj/k, = 0. For example, in Figure IB there are two

top arcs (i.e., (1,1,1,2) and (1,1,1,3)) and two bottom arcs (i.e., (1,1,2,2) and (1,1,3,3))
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from node (1,1), but only the top arc to node (1,2) and the bottom arc to node (3,3) are
active; thus, 51‘71112 = D; 11 and §i71133 = B, 11 are enforced by Eqgs. and
respectively, whereas ﬁi,lng =0 and §i,1122 = 0 are enforced by Eqgs. and ,
respectively.

Finally, Fj;; is constrained as follows,

Fye= Y. Dywp+ Y Bywm+Fy i€l(jk)eN’ (329
('K jk)€ATE ('K’ jk)EATE

3.3.3 Product Specifications

Product specifications such as purity (pl)

2 (k)N Fiie > pls D (i )eNP Direl Fili 1€ I, s € N¥ (3-30)

or recovery (pk)
D (ment Fijes = PRIy i € I.seNY (3.31)
can be specified for sink nodes for products, where ISP is the set of components with
specifications in sink node s. If component 7 is not allowed in sink node s and present in

the source (i.e., ¥; = 1), then the bypass arc from node (j, k) with i € chk, to sink node

s can be cut off:

YP <1-Y, (j.k) € NP, s e N¥ i e IV NI (3.32)

jks

where IY denotes the set of components that are not allowed in sink node s. Note
that if Y; = 0, Eq. (3.32) is relaxed. For example, for a system with I = {A, B, C},
if sink node s does not allow component C while Yo = 1, bypass arcs from node (1,1)
I$ = {A,B,C}), (2,2) (IS, = {B,C}), and (3,3) (I5; = {C}) to s cannot be active

because component C is present in bypass streams from these nodes.
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3.3.4 Distillation Column Model

To handle undetermined sources into the distillation network, distillation column models
need to be capable of handling an undetermined inlet and correctly calculate vapor /liquid
flow rates for potential separation tasks. We employ the reformulated Underwood equa-
tions in appendix as unit models for the distillation column modeling. The unit
model embeds all potential distillation tasks in each distillation node based on its postu-
lated components, and feasible tasks are automatically selected depending on the com-
ponents that are present in the inlet. We present only a part of the distillation column
model while more details can be found in appendix . Variable Y[ /VAE € {0,1}
denotes whether component i is selected as the light /heavy key in column (j, k). There

are one light key and one heavy key if and only if the column is active.

Xi =D Y (j, k) € NPV (3.33)
i€l

Xfi =) Y~ (j. k) € NPM (3.34)
i€l

Also, the key components must be present in the source:

Vi <Y, iel (j,k) € N°M (3.35)
Vi <Y, i€l (j,k) e NPM (3.36)

Components between the light key and the heavy key are referred to as distributed

components. Variable Z;;; € {0,1} denotes whether component ¢ is distributed,

Zigw =Y YK =Y vl iel (j,k) e NPM (3.37)

i'jk i jk
ir<i—1 i1<i

For example, if a column separates a ABCD mixture with A/C as the light/heavy

key, component B is distributed. We enforce that components lighter /heavier than the
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light /heavy key are perfectly recovered in the distillate/bottom stream.

Bljk < 52]]6 }/;jk (S L (.]7 k) € NDM (338>

i<i

Dije <00, YK iel,(j,k) e NPM (3.39)

>0

When a component is considered to be not present (i.e., ¥; = 0) but distributed (i.e.,
Zijr = 1), we assume that the component is evenly distributed between the distillate

and bottom streams,

— 52]](?( +Y;, — Zzgk) < Dz’]k Bz]k < 51]k< +Y, — Zzgk) 1 € I, (], k) € NDM (340)

3.3.5 Light/Heavy Key Selection

A separation task assigned to column (j, k) activates one top arc (j, k, j', k') € A;fks and
one bottom arc (j, k, 7", k") € A?,f. We define the light key as the heaviest component
that is not a postulated component in the bottom stream (i.e., IJ(-;,k,/), while the heavy
key as the lightest component that is not a postulated component in the distillate stream
(e, I ,k,) Thus, the light /heavy key of a separation task can be identified by checking
active top and bottom arcs. According to the definition of the key components, the set
of light /heavy key candidates ( e /1 | By w o), for the separation task associated with

top arc (j, k, 5, k') € A;-st and bottom arc (7, k, 7", k") € A]k , can be defined as follows,

(

{ilif,, <i<ik,, —1} ifddl, >k,
J J J J
I Gk Gk = (341)

S| e .H . »H .L
\{'lll = Zj’k’} lf Zj/k/ < Zj”k"
;

{ilifl, +1 <@ <ifl.} it >k,
I Gk 5K == ’ ! ’ ! (342)

{z|z W } if iy < 5
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We present details on how to obtain these sets in appendix Then, we enforce key

selections to be only within the light /heavy key candidates as follows,

Z YES > Y+ Y — X5 (kLK) € AT, (5, k, " k") € AP (3.43)

ieItK 3K 1 K

Z VIR > Y + Y — X% Gk J k)€ AT, (. k,j" k") € A (3.44)

J
- ~THK
ZEIj’k’j”k”

where Eqs. q3.43[) and (]3.44[) enforce that the light and heavy keys are selected in I?,I,j, ke

and I%(,j,,k,,, respectively, if top arc (j, k, j', k') and bottom arc (j, k, j”, k") are active.
Also, the light key should be the heaviest component among the light key candidates

while the heavy key should be the lightest component among the heavy key candidates:

c
Y;]LkK <I1- Y;/ =+ (2Xjk Yvﬁc’]’k/ Y]gj//k”)
i€ Ui, > 10,4, k, j' k') € AV, (4, k, j" k") € AP
(3.45)
c
VIR <1-Ye + @X5—Ym — Yim)
i€ U <i,(j, k. j' k) € AT, (4, k, 5" k") € AP
(3.46)
When component i is selected as the light key in column (j, k) with §/j£j,k, = 1 and
Y =1, then 1 <1 —Yj holds in Eq (3.45)), enforcing Y; = 0,7’ > i (i.e., there is no
component that is heavier than component ¢ in the light key candidates). Similarly, if

component i is selected as the heavy key, then Y;; = 0,4’ < i is enforced by Eq (3.46) (i.e.,

there is no component that is lighter than component 7 in the heavy key candidates).
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3.3.6 Thermal Coupling

We introduce Wy, € {0,1}, where Wj;, = 1 denotes that there is no condenser /reboiler
associated with distillate/bottom streams that are sent to node (j, k). This includes
the case where column (j, k) is thermally coupled with upstream columns and the case
where there is no active arc to node (j, k). Conversely, W;;, = 0 denotes that there

are condensers/reboilers associated with distillate/bottom streams that are sent to node

(J: ).

Vapor/Liquid Stream Exchange

When two columns are thermally coupled, they exchange both vapor and liquid streams.
If Yj]?,k,’m =1 and W, = 1 (See Figure ), the liquid stream is sent from column
(7, k") to (j, k) while the vapor stream is sent from column (4, k) to (j', k). We denote

the flow rate of this liquid/vapor stream as Eéj/k/jk / @j/k/jk, and constrain it as follows,

L2p = B"(1 = Vi) < L2juje < L2y (7K, 5, k) € AP (3.47)
L2 < BEY s (7' K, 5. k) € AP (3.48)
V2 = BY (1= i) < V2o < V2o (' K, j, k) € AP (3.49)
V2w < BYY i (7', K, 3. k) € AP (3.50)

where parameter 3" /3% denotes an upper bound on the internal vapor/liquid flow rate.

If %i,jk = 1, then Eéjrk/jk = L2, and ‘7/2j,k,jk = V2j are enforced by Eqgs. (3.47

and 1} respectively; otherwise, [A/éj/k/jk =0 and f/VQj/k/jk = ( are enforced by Egs.

(3.48) and (3.50).
Similarly, if Y;/Tk,Jk =1 and W, = 1 (See Figure ), the vapor stream is sent

from column (j', k') to (j, k) while the liquid stream is sent from column (7, k) to (j', k’).
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Figure 3.5: Material balances with thermal coupling. Solid lines denote liquid streams
while dashed lines denote vapor streams; (A) Bottom section of column (5, k) is ther-
mally coupled with column (7, k); (B) Top section of column (j’, k") is thermally coupled

with column (7, k).
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We denote the flow rate of this vapor/liquid stream as f/vlj/k/jk / ﬁj/k/jk, and constrain

it as follows:

Vi — BY(1 = Yi) < Ve < Vi (', K, j, k) € AT
Vignge < BYY (7, K., k) € AT
Ll — 851~ YHi) < Lljnwje < Ll (', K, j, k) € AT
Lljwsn < B"Y s (7' K, j. k) € AT

If Yka’jk = 1, then ﬂj’k’jk = Vlj/k/ and ﬁj’k’jk = Llj/k/ are enforced by Eqs.

(3.51)
(3.52)
(3.53)

(3.54)

3.51

and 1) respectively; otherwise, ﬁj/k/jk = 0 and ﬁj/k/jk = 0 are enforced by Eqs

and (5.

Vapor/Liquid Flow Rate Balances

The material balance in a thermally coupled column (i.e., W, = 1) is as follows:

=267 (1= Wi) < Vg =V2ik = 3 iments Viwge + 2 Guvimears V2w

< 26Y(1— W) (j,k) € NPY

(3.55)

_2611(1 — W]k) S Lljk _L2jk’ — Z(j’k’jk)EA;-FéE Llj’k’jk: + Z(j’k’jk)EA?E L2j’k/jk

<2651 — W) (j, k) € NPM

(3.56)

If W]k = ]_7 then Vljk - V2]k - Z(]’k’]k)EAJTE V]_Jlk./]k; + Z(],k}/]k)EA?kE V2]’k’]k =0 and

L1, — L2 — Z(j/k’jk)eAJT,;E Llj’k’jk+2(j/k/jk)eA§,§ L2151, = 0 are enforced by Eqs

3.59

and (3.56), respectively (See Figure [3.5)); otherwise, the material balances are relaxed.
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Conversely, if W;;, = 0, liquid stream is sent to column (j, k) but no vapor stream is

sent to/from column (j, k) (See Figure [3.6]). Thus, if W;; =0,
—BYWix < Vi — V2 < YWy (j, k) € NPM (3.57)

V1, —V2j, = 01is enforced by Eq (3.57)), denoting there is no vapor stream sent to/from
column (7, k).

(A) (B)

T -
yj'k,jk :

Wi =0

V2l |

Eq. (3.57)
Figure 3.6: Material balances without thermal coupling. Solid lines denote liquid streams
while dashed lines denote vapor streams; (A) Bottom section of upstream column (j', &)
with reboiler is connected to downstream column (7, k). The bottom stream from column
(7', k") is liquid, so it does not change the internal vapor flow rate in column (j, k); (B)
Top section of upstream column (j’, k") with condenser is connected to downstream
column (j, k). The distillate stream is liquid, so it does not change the internal vapor

flow rate in column (7, k)

Notably, if two arcs headed to node (7, k) (i.e., one bottom arc (j', k', j, k) € A?kE and
one top arc (7", k", 5, k) € A;FkE) are active and Wj;, = 0 (See Figure ), then there

is a reboiler at the bottom section of column (', k") and there is a condenser at the top
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section of column (j”, k”). However, these reboiler and condenser can be removed (i.e.,

W;r = 1) by stacking columns as shown in Figure , so that capital and operating

(A) (B)

G k"
[bottom|
A
LZjIk/
szlk/ " Wi =1
I 4 Liquid "
_/“Removable Vlj”k” .— [side stream
Vlj”k” Llj”k”
Llj”k”
A
top
. !
(jll'kll) (] , )

Figure 3.7: Cases where bottom arc (j', k', j, k) and top arc (j”, k", j, k) are active; (A)
Downstream column (j,k) is not thermally coupled with upstream columns (Wj, =
0). Due to the condenser and the reboiler, both cooling and heating are needed; (B)
Upstream columns are stacked into a single column. The condenser and reboiler are
removed (Wj; = 1), so there is no cooling/heating duty. Only liquid side stream is
sent to column (j, k), so internal vapor flow rates in the stacked column should not be

changed by the side stream.

costs can be reduced. Thus, we enforce Wj;, = 1 if two arcs headed to node (j, k) are
active.
W= Y Yihat+ Y. Y-l (j, k) € NP (3.58)
('K jk)eATE (j'k'jk)eATE
When columns (j', k") and (5”7, k") are stacked, we only consider a liquid side stream,

which is sent to node (7, k). Thus, the internal vapor flow rates in the stacked column
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should not be changed by the side stream (i.e., V2 = V1 if Yﬁ/jk =1land Yﬁk,,jk =

1, See Figure 37B) When ij’Bjc’jk = 1, then Z(j”k”jk)eA?,f fféj”kz”jk = V2j’k’ hOldS due

to Egs. (3.49) and (3.50)). Also, when Yﬁkujk =1, then E(j/k/jk)eA;rkE ﬂj/k/jk = V1m

holds due to Egs. (3.51)) and (3.52)). Thus, we can introduce the following,

—p <> Ve — > V2 < B0 (j, k) € NP (3.59)

(7K jR)EATE (7K jR)EATE
ik =2 — Yiew— D Yo (j.k) € NP (3.60)
('K jk)eATE ('K jk)eATE

where Z(j/k’jk)GAEkE ﬂj’k’jk — Z(]’k"]k)GA?IE ﬁj'k’jk = 0 is enforced by EqS 3.59)) and

(3.60) if two arcs to node (j, k) are active.
When two columns are stacked and operated with the same internal vapor flow
rate, one column may not be operated at its minimum vapor flow rate [I4]. If needed,

configurations where each column is operated at its minimum internal vapor flow rates

can be found if Egs. (3.59) and (3.60|) are excluded.

Thermal Coupling vs. Bypass

Notably, if W, = 1, no bypass arc from node (7, k) can be active due to Eqgs. (3.47) and
(3.51)). This is because if there is an active bypass arc, a part of the liquid/vapor stream
sent from upstream column (j', k') to downstream column (j, k) should be utilized for

the bypass stream, resulting in [A/éj/k,jk < L2y or ﬂj/kzjk < V1. However, when

Y;,Tk,jk = 1, then LNQJ-/,C% = L2y is enforced by Eq. (3.47)), so no bypass arc can be

active. Similarly, when Yﬁ,jk =1, then ﬁj/k/jk = V1, is enforced by Eq. (3.51)), so

no bypass arc can be active. Thus, thermal coupling ”competes” with bypass streams.

If a mixture, instead of an almost pure component, is allowed for an outlet, bypass
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streams can be chosen because separation loads in all downstream columns can be re-
duced. However, when the benefit of bypass streams is not sufficient, thermal coupling
can be selected. One key aspect of the proposed model is that it can automatically con-
sider trade-offs between the selection of bypass streams and thermal coupling depending
on outlet compositions. If needed, it is also possible to allow bypass streams and thermal

coupling at the same time, illustrated in section |3.4.1]

3.3.7 Heat Duty Calculation

We introduce Q ) Q to denote the cooling/heating duty in the condenser/reboiler

associated with the distillate/bottom stream sent to node (7, k),

T
> Vi — YW, < A]k < > Viwa o (k) EN? (361
(J'Kjk)EATE o Gwmealr
B
Z V2 'K jk T 6 ij )\jk < Z V2 7'k gk (]7 k) e NP (3'62)
(' k) EATE (TR IRIEATT

where ), denotes an average molar heat of vaporization of the inlet into node (j, k). If
Wk = 0 then Q //\]k: Z(]’k’]k)GA;F,E Vljlk,]k and Q]Bk/)\]k = E(]’k’jk)GA?E V2jlk/3k are
enforced by Eqgs. (3.61]) and (3.62)); otherwise, the equalities are relaxed. Conversely, if
W;r = 1, the cooling/heating duty is set to zero,

e < BT = W) (4, k) € NP (3.63)

Qh < BP(1— W) (j,k) € NP (3.64)

3.3.8 Terminal Nodes

If node (j,k) is active (i.e., X;, = 1) but the corresponding column is inactive (i.e.,

onk = 0), then all inlets into node (j, k) are sent to sink nodes (i.e., there is no further
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separation). Thus, these nodes are termed as terminal nodes. Note that all active
pure component nodes are terminal nodes while an active mixture node can also be a
terminal node. For example, in Figure A a distillation network where the source
with components A, B, C, and D is separated into three outlets (i.e., three sink nodes:
P1, P2, and P3) is shown; notably, sink node P1 allows a mixture of A and B. Also, the

corresponding column configuration is shown in Figure |3.8B. If the inlet into mixture

(A) (B) . 2
8 B — O
" AB’
»] : ua
P2
P2 (1,1) N e}
Oc ABCD — e

e

Terminal nodes

. Required condenser
. Required reboiler

i Optional condenser

- Optional reboiler

' No reboiler/condenser

Figure 3.8: (A): A distillation network to separate the source with A, B, C, and D. Sink
node P1 allows AB mixture, so mixture node (1,3) is selected as a terminal node. Reboil-
ers/condensers that can be removed by thermal coupling is represented with red/blue
dashed-circle, while reboilers/condensers that should be present are represented with
red /blue filled circle. When there should be no condenser/reboiler, it is represented as

green dashed-circle; (B): Corresponding column configuration.

node (1,3) can be directly sent to sink node P1 without any further separations between
A and B (i.e., column (1,3) is inactive), then node (1,3) becomes a terminal node (See
Figure [3.8A). Also, nodes (3,4) and (4,4) are also terminal nodes because they are

active pure component nodes.
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Notably, for a terminal node, if only one arc toward the terminal node is active, then
there should be a condenser/reboiler associated with the stream sent to the terminal
node (See Figure [3.8B). For example, since node (1,3) is a terminal node and only
one arc to (1,3) is active (i.e., top arc (1,2,1,3)), a condenser is needed in column (1,2).
Similarly, since node (4,4) is a terminal node and only one arc toward it is active (i.e.,
bottom arc (3,3,4,4)), a reboiler is needed in column (3,3). Notably, even though node
(3,4) is a terminal node, no reboiler/condenser is needed because there are two active
arcs toward node (3,4) (i.e., bottom arc (1,2,3,4) and top arc (3,3,3,4)). This requirement

is enforced as follows:

T B C . DM
— Z(j”k”jk)EA;rkE }/j”k"jk + Z(j”k”jk‘)EA?E Y}”k‘”jk - X]k (]7 k) € N

1 — Wy >
T B . DP
— Z(j//k//jk)eA’jI‘kE }/j”k”jk + Z(j”k”jk)GA}g,:: }/‘vj”k‘”jk‘ (], k) 6 N
(3.65)
T B C : DM
1— Wy > 2 gmwimyeats Yimwin = 2urrgoeans Viwrge = Xji (5, k) €N
T B . DP
Z(j”k”jk:)EA;r,f‘ }/j”k”jk - Z(j”k”jk)EA?E }/}”k”jk (], k) c N

(3.66)

The right-hand side of Eq. becomes 1 when there is only one active bottom arc
headed to terminal node (j, k), enforcing W;, = 0; otherwise, it is relaxed. For pure
component nodes, there is no column, so Eq. is defined without Xﬁ;. Similarly,
the right-hand side of Eq. becomes 1 when there is only one active top arc headed

to terminal node (j, k), enforcing Wy, = 0; otherwise, relaxed.
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3.3.9 Objective Function

If the operating cost for the energy is dominant in the total annualized cost, the objective
function can be defined as the cost for total heating/cooling duty for the distillation
network (i.e., 3 1enp (MCQJTk + 1"Q%,)), where p€/pf denotes the cost parameter
for cooling/heating. If the capital cost needs to be considered, we can include the
internal vapor flow rates in the objective function (i.e., Z(j’k)eND (,uCQJTk, + pf jBk) +
Z(j k) ENPM w' (V1 + V2;;)), which can serve as surrogate variables for the column

diameter and height; 11V denotes the cost parameter for the capital cost.

3.4 Extensions

3.4.1 Bypass with Thermal Coupling

The proposed model can be extended to allow bypass streams between thermally coupled
columns. When a bypass stream is active between thermally coupled columns (See
Figure , the flow rate of the vapor/liquid stream sent to the downstream column
(i.e., ﬁj/k/jk/ﬁj/k/jk) should be strictly less than that in the upstream column (i.e.,
V1 /L2 ). For example, if a fraction of the vapor stream from the top section of the
upstream column is sent to a sink node, V1, > VNlj/k/jk should hold (See Figure )
To allow this, Eq. is reformulated as follows,

Vi = BY(1= Y+ D Yie) S Vi < Vi (5K, 5.k) € AT, (j.k) € NP

seNSI

(3.51R)
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(4)

Jka

[ Ve > Pl 3
J L | Vlj Kk
V1 L1 L]kS
Qi = A (Vi = Vijner )

Figure 3.9: Bypass stream between thermally coupled columns; (A): The top section of

the upstream column is thermally coupled with the downstream column. Only vapor
stream is allowed to bypass. As outlets are liquid, bypass stream needs to be condensed;
(B): The bottom section of the upstream column is thermally coupled with the down-

stream column. Only liquid stream is allowed to bypass.

where VNlj/krjk < V1 is allowed if at least one bypass arc is active (i.e., Y st YP >

1). Similarly, Eq. (3.47) is reformulated as follows,

L2y = Y (1 = Y + Z ihs) < L2 < L2jy0 (7K, 4, k) € AP, (j,k) € NP

SENSI

(3.47R)
where fQj/k/jk < L2y is allowed when at least one bypass arc is active (See Fig-
ure ) When columns are not thermally coupled (i.e., W, = 0 for downstream

node), ﬁj/k,jk = V1, and ﬁj/k,jk = L2j, are enforced again by the following con-

straints,
Vlj/k’ BV( /k’]k + WJk) S Vl 7'k jk (j/7 kluju k) € AT7 (]7 k) € ND (367>
L2j/k’ BL( /k/ ik + ‘/ij) é Zéj’k/jk (j,> k/aja k) € AT7 (jv k) S ND (368)

If a fraction of the vapor stream from the top section is directly sent to a sink node, it

needs to be condensed to make liquid products (See Figure [3.9]A). To calculate this
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condenser duty, Eq. (3.63) is reformulated as follows,
QLN = (Vi = Vigwg) = BY(2 = Y — Wi) (k. K) € AT (.63h)
Qie/ ik < (V1w = Vi) + 8Y(2 = Vi = Wi) - (G k5, K) € AT (B63p)

where Q7 /Ajx = V1 — ﬁj/k/jk is enforced if the top section of the upstream column

is thermally coupled with the downstream column (i.e., Y7, = 1 and Wy, = 1).

3.4.2 Multiple Sources

When there are multiple sources, Y2 o1 € 10,1} is introduced instead of YO Also,

/ cijr € RT is introduced to replace FO/ k- Then, Egs. 3.4, 3.5, , 3.13)),
(3.14), and (3.31)) are reformulated as follows:

o ovi =1 s € N%© B4h)

(j,k)ENP

Yo, < X s e N9 (j,k) e NP

sjk

Xp< DY+ N Yo+ D Y (k) eNP (3.6h)

seNSO (i’ jk)EATE (j'K'jk)EABE
Z Fyj seN*iel (3-13p)
(j,k)ENP
Fsoz]k; 551, Sjk’ S € NSO,Z € I, (j, k) € ND
(3.14R)
> FL.zeR Y FY iel’ s e NS B3Th)
(j,k)eNP s'eNSO

Furthermore, Y, € {0,1} is introduced, instead of Y;, to denote whether component i

is present in the sum of all inlets to node (7, k). Accordingly, Eqgs. (3.15)), (3.16)), (3.32),
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(3-35)), (3.36), and (3.40]) are reformulated as follows:

SigYiie < Fign < 0ijeYije + 04(1 = Yije) i € Iy, (j, k) € NP (3.15b)
Xix < Y i€ {if, i}, (j.k) € NP (3.16R)
Vi, <1—Yi (j.k) ENP s e N i eIV NI, (B.32h)
VI < Vi i €15, (j, k) € NP (3.35R)
VK < Vi i €15, (j, k) € NP (3.36k)
— 65k (1+ Yigr — Zije) < Digi = Bigre < 00 (1+ Yije — Zigr,) i € Ty, (4, k) € NP

Note that in Egs. (3.15b), (3.35a), (3.36R), and (3.40k), postulated components in each

node (i.e., Ifk) are considered. Lastly, Egs. 1) and 1) are reformulated as follows:

C
YULkK <1-—Yyu+ (2Xjk_Y;‘71;j’k’ - }/}lgj”k”)
i/,i € I?/I]g/j”k’ﬁ i > ia (]7 kajla k/) € AT’ (j’ k’j”’ k”) = AB
(3.45p)
YZ.?LK <1—Yyu+ (2chi;_Y;‘£j’k’ - ngj”k”)

i e g i <i,(j.k,j k) e AV, (4, k,j" k") € AP

(3.46p)
3.5 Examples

All examples are solved using solver BARON (20.10.16) [55] through GAMS (33.1.0)
on a machine with Intel Xeon E5520 processor 2.26 GHz and 16 GB memory. For the

stopping criteria, the relative optimality gap is set to 1073.
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3.5.1 Reactor-Distillation Network Synthesis without Recycle

We study an integrated reactor-distillation network synthesis problem. In the reac-
tor network, three alternative reactors carrying out different reactions (i.e., A—B+C,
A—C+D, and A—2D) are considered (See Figure [3.10/A). The postulated compo-
nents in the distillation network are I = {A, B, C,D}. The source should be separated
into pure components (components A~D are recovered from sink nodes P1~P4, respec-
tively); thus, bypass streams are not considered. The objective function is to maximize
the annualized net profit of the process which is equal to the revenue from products
minus the costs of the raw material, reactor, and distillation network. The cost of the
distillation network is calculated using total cooling/heating duties (for operational cost)
and vapor flow rates (for capital cost). More details (e.g., relative volatilities, cost pa-
rameters, objective function, etc.) can be found in the supporting information of the
original work [85]. Note that selecting the third reaction can lead to a simpler distillation
network because there are only two components to separate (A/D); however, component
C, which is a product of the first and second reactors, has a higher price than component
D. Therefore, this example illustrates the trade-off between the revenue from products
and the separation cost.

The model has 2117 equations and 883 variables with 179 of them being discrete
variables. In the optimal solution, which is obtained in 19.84 s, the second reactor
(A—C+D) is selected (See Figure ) The optimal profit is $1.437 x 10°/yr, where
the revenue is $3.962 x 10°/yr; the material cost is $0.922 x 10°/yr; the reactor cost is
$0.836 x 10°/yr; and the separation cost is $0.767 x 10°/yr. The source is assigned to

node (1,1) (I, = {A,B,C,D}). Column (1,1) is thermally coupled with column (3,3)
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Figure 3.10: (A): Superstructure of example ; bypass arcs that cannot be active
due to Eq. are not shown for clarity; (B): Optimal solution: light/heavy key is
represented in green/red; inactive reactors, streams, and components are represented in
gray; column (1,1) is thermally coupled with column (3,3) but not with column (1,2);
this is because installing the condenser at column (1,1) can reduce the vapor flow rate

in the top section (i.e., V1) of column (1,2), reducing the capital cost.

but not with column (1,2). Because of the condenser in column (1,1), the vapor flow rate
in the top section of column (1,2) can be reduced, reducing the capital cost of column
(1,2). If the capital cost is not considered in the objective function, a fully thermally
coupled configuration is obtained in the optimal solution. Also, the internal vapor flow
rate at the bottom section of column (1,2) is equal to that at the top section of column

(3,3) because they are stacked to form a single column.

3.5.2 Reactor-Distillation Network Synthesis with Recycle

We study the synthesis of a process where a feedstock of 0.5 kmol/s of C is used to
produce component A or B through three alternative reactions (See Figure ).

All reactions require additional reactant D with different feed ratios. Also, the recycle
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of components is considered. Notably, to produce the recycle stream, the separation
between components C and D might be avoided because they are both reactants. Four
postulated components are considered (i.e., I = {A,B,C,D}) with five sink nodes (i.e.,
P1~P5). Sink node P5 is assigned to the recycle stream while P1~P4 are assigned to
pure components A~D, respectively. Also, bypass with thermal coupling is allowed.
The objective is to maximize the annualized profit which is equal to the revenue from
products minus the costs for raw materials, reactors, and distillation network.

The model has 2227 equations and 933 variables with 189 of them being discrete.
The optimal solution, obtained in 1183.9 s, is shown in Figure [3.1IB. The optimal
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Figure 3.11: (A): Superstructure of example ; bypass arcs that cannot be active
due to Eq. are not shown for clarity; (B): Optimal solution: light/heavy key is
represented in green/red; inactive reactors, streams, and nodes are represented in gray;
multiple condensers are selected while only one reboiler is selected; recycle stream (i.e.,
outlet from P5) is produced by mixing the bottom stream from the column in node (2,2)
(where sloppy split BC/CD is performed) and pure D; bypass with thermal coupling

occurs between columns in node (2,2) and (3,3).

profit is $0.703 x 108/yr, where the revenue is $2.206 x 10°/yr; the material cost is
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$1.059 x 10% /yr; the reactor cost is $0.170 x 10°/yr; and the distillation network cost is
$0.274 x 10°/yr. In the optimal solution, the second reactor is selected, so component A
is not present in the source into the distillation network. Accordingly, the source node is
assigned to node (2,2) where IS, = {B, C,D}. Notably, a fraction of the bottom stream
from column (2,2), which is produced by BC/CD split, is directly sent to final node P5
to produce the recycle stream while columns (2,2) and (3,3) are thermally coupled; this

solution is allowed by the extension discussed in section [3.4.1]

3.5.3 Distillation Network Synthesis with Multiple Sources

We study a system with two sources containing hydrocarbon components (See Fig-
ure [3.12]A): {A: 2,4-Dimethyl Pentane, B: 2,2,3,3-Tetra Methyl Butane, C: N-Octane}
and {C: N-Octane, D: N-Nonane, E: N-Decane}. The set of postulated components is
I = {A,B,C,D,E}. Sources should be separated into pure components, so five sink
nodes (i.e., P1~P5) are considered. The objective is to minimize the annualized cost.
The resulting model has 3581 equations and 1422 variables with 310 of them being
discrete variables. The optimal solution, obtained in 1203.5 s, is shown in Figure [3.12]B
and has an annualized cost of $0.339 x 10°/yr. Two sources are assigned to different
columns and share the final complex column; the first source with components ABC
is separated into AB and BC, which are then sent to the final complex column. The
second source, with components CDE, is separated into CD and E, and only the distillate
stream (i.e., CD) is sent to the final complex column. When we enforce that the two
sources are first mixed, the annualized cost increases significantly (i.e., $0.451 x 10¢/yr).

Thus, this example illustrates the advantage of considering multiple sources.
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Figure 3.12: (A): Superstructure of example ; bypass arcs that cannot be active
due to Eq. are not shown for clarity; (B): Optimal solution: light/heavy key is
represented in green/red; the source with components ABC is separated into AB and
BC first and sent to the complex column; the source with components CDE is separated

into CD and E, and only the distillate stream (i.e., CD) is sent to the complex column.

3.5.4 Reactor-Distillation Network Synthesis with

Multiple Sources

We study the synthesis of a reactor-separation network with a given feedstock (i.e.,
1 kmol/s of A and 1 kmol/s of B), where there are two sources into the distillation
network from two different reactor networks (See Figure [3.13]). In the first reactor net-
work, three reactors carrying out alternative reactions (i.e., RXN1: 2A+B—3C, RXN2:
A+3B—4D, RXN3: A+B—C+D) are considered, where components C or D can be

produced. In the second reactor network, component C can be converted to product D
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through two reactors carrying out alternative reactions (i.e., RXN4: 2C—D+E, RXNb5:
C—D). Notably, adopting RXN5 instead of RXN4 can avoid the production of byprod-
uct E and can achieve a higher conversion (0.7 > 0.5), whereas a more expensive catalyst
is needed. Thus, between RXN4 and RXND, there is a trade-off between the separation
cost for byproduct E and the catalyst cost. Component C can be produced from the first
reactor network via RXN1 and RXN3, or can be purchased with a limited availability

(C <1 kmol/s). Five postulated components are considered (I = {A, B, C,D,E}) with

(\
28+B>3C 2=
1 mol A Conversion = 0.6
1mol B ABD
A+3B>4D
Conversion = 0.6
ABCD
A+B->C+D

Conversion = 0.5

2C>D+E

C<1 mol ion =
Conversion = 0.5

Conversion = 0.7

Figure 3.13: Superstructure of example [3.5.4} bypass arcs that cannot be active due to

Eq. (3.32) are not shown for clarity.

two source nodes and seven sink nodes (i.e., P1~P7); sink nodes P1~P5 are assigned for
pure components (i.e., A, B, C, D, and E, respectively) while P6 and P7 are assigned for
the recycle streams into the first and the second reactor network, respectively. Notably,

for the recycle stream into the first reactor network, the separation between components
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A and B might be avoided because they are both reactants. The objective is to max-
imize the total annualized profit which is equal to the revenue minus the costs for raw

materials, reactors, and distillation network.
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Figure 3.14: Best solution in 72000 s for example RXN3 and RXN4 are selected,
so the effluents contain {A,B,C,D} and {C, D, E}, respectively. The effluent from the
first reactor network is sent to node (1,2) while that from the second reactor network is

sent to node (3,3).

The model has 3698 equations and 1535 variables with 319 of them being discrete.
The model is solved to 6.63% optimality in 72000 s. The best solution (See Figure
is found after 522.64 s. The profit is $1.718 x 10°/yr while the revenue is $8.855 x 10°/yr;
the material cost is $3.848 x 10 /yr; the reactor cost is $1.979x 10°/yr; and the separation

cost is $1.297 x 10°/yr. In the first reactor network, RXN3 is selected, producing the
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effluent with components A, B, C, and D. Also, the effluent is sent to node (1,2). In the
second reactor network, RXN4 is selected, producing the efluent with components C,
D, and E. The effluent is sent to node (3,3). Notably, the effluents from different reactor
networks are not mixed because their compositions are vastly different; however, they
do share some columns (i.e., column for C/D split) while utilizing thermal couplings,
illustrating the advantage of considering multiple sources into the distillation network,
which is neglected in most existing works. Note that in this solution, the bypass stream
from node (1,4) to sink node P6 is not active because the separation between A/B can

be done freely by the vapor flow rates generated for D/E split.
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Chapter 4

Distillation Network Synthesis with

Graphical Insights’

4.1 Motivation

Graphical approaches, where feasible distillation columns (i.e., columns carrying out
separation tasks that meet thermodynamics-based constraints) and distillation networks
(consisting of distillation columns, mixers, etc.) are represented in a ternary or quater-
nary diagram [22], 30, 90], have been proposed to solve distillation network synthesis
problems. Graphical approaches allow the identification of feasible distillation networks
without considering complex mathematical equations. However, they cannot be readily
used for optimization because metrics (e.g., total cost) and/or process constraints are
not easily representable. Furthermore, systems with more than four components cannot
be readily handled.

Simulation- and optimization-based approaches, which rely on models that contain
equations describing thermodynamic constraints and unit material/energy balances,
have also been proposed. In simulation-based approaches, promising network config-

urations are simulated and the best configuration is selected [65]. In optimization-based

"The contents of this chapter appear in Ryu and Maravelias, AIChE J. 2022
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approaches and, in particular, superstructure-based approaches, the optimal network
configuration and major operating decisions are identified using an optimization model
[38, 51, 52, [60]. Superstructure-based models have not been typically combined with
rigorous unit models because the resulting integrated models would be computation-
ally expensive. One potential research avenue therefore is the use of models that can
cheaply calculate the cost of a column combined with methods that ensure feasibility of
the corresponding separation task. Towards this goal, we propose an approach where
graphically-inspired feasibility constraints are combined with simplified surrogate cost

models.

4.2 Model Formulation

We outline mathematical models for the distillation column and distillation network.

4.2.1 Distillation Column

We define ordered set I = {A, B, ...} to denote components in decreasing order of volatil-
ity and set L to denote distillation columns. For a given feed composition, a composition
of the distillate/bottom stream of a column is said to be contained in the feasible re-
gion of distillation if it can be achieved by the column. One common approximation
to represent feasible regions, usually used in graphical approaches, is based on the fact
that a more volatile component is more concentrated in the distillate stream while less

concentrated in the bottom stream. Mathematically, this assumption can be compactly
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represented as follows,

Tt Tt s Tl leLicI\{A 41
D Z F Z B eL,ieI\{A} (4.1)

Ly Ly Ly

where zf; /2] /] denotes the molar fraction in the feed/distillate/bottom stream. For a

4) (B) ©
C (Heaviest)

[01] \

=) oa‘:

0.2

[0,0] [1,0]
B (Intermediate) X A (Lightest)

Figure 4.1: Feasible regions for distillate and bottom streams (A): ternary mixture; (B):
three hyperplanes associated with Eq. (1) in quaternary mixture; (C): feasible polytopes

determined by Eq. (4.1]) in quaternary mixture.

ternary mixture, Eq. represents four inequalities, resulting in two 2-D polytopes in
the ternary diagram. These polytopes approximate feasible regions for the distillate and
bottom streams, respectively (See Figure ) This approximation can be generalized
for n-component mixtures. For a quaternary mixture, six inequalities from Eq.
result in two 3-D polytopes in the quaternary diagram (See Figure and[4.1C). A
special case of Eq. was proposed for a subset of pairs of consecutive components
depending on pre-defined distillation tasks to improve computational performance [72].
Eq. is more general in that it is used for all pairs of consecutive components to
enforce feasibility when distillation tasks are not predefined. Additionally, the material

balance should be met for each column,

F,=D,;+B, leL,iel (4.2)
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where F;/D,;/B,,; denotes the molar flow rate of the feed/distillate/bottom stream.

Molar fractions of components in the streams are calculated as follows:

F .
P — — leLiel 4.3
L
’ > el F
D, .
R — leLicl (4.4)
’ > el D,y
B Blz’ .
T, = = fn leL,iel (4.5)

Zi’el Bl,i’

Next, to calculate the cost, we use a modified version of the Underwood equation [103],[83]

to calculate energy demand, which is used as a proxy of the cost.

a;Fy

QR =) o leL,i eI\ {A} (4.6)
il il Li'=1
D ,
) P leL,i' eI\ {A} (4.7)
icl Q; — ¢l i —1
e leL,i cI\{A} (4.8)

o o — Qpir—
el (bl,z’ 1

Parameter ¢ denotes the thermal state of the feed, which we assume as 1 (i.e., saturated
liquid); «a; denotes the relative volatility, which can be calculated by the ratio of K-
value with respect to the least volatile (i.e., heaviest) component in the feed (i.e., a; =
K/ Kneaviest ); ¢1.i denotes the Underwood root satisfying Eq. ; and V; /V;P denotes
the molar vapor flow rates in the top and bottom sections, respectively. Eq. has
II| — 1 roots, and each root is bounded between a;_; and «; (i.e., a;—1 > ¢-1 > ;1 €

I\ {A}). We calculate the cost of a distillation column using the vapor flow rate,
CF = pH VB + uCvP leL (4.9)

where pff and p¢ include both capital and operating costs assuming that: (1) the

number of trays (indicative of the difficulty of the separation) and column diameter
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increase with the vapor flow rate; (2) the operational costs, which depend primarily on
utilities, are proportional to the vapor flow rates. More complex objective functions can
be readily considered. Eqgs. (4.2)-(4.8) do not enforce thermodynamic constraints on

product compositions, so Eq. (4.1)) is needed to enforce feasibility.

4.2.2 Distillation Network

An example distillation superstructure is shown in Figure [4.2] We briefly present the
corresponding model here while details can be found in appendix |C| (i.e., Egs. (C.1)-

(C.22)). We define set S™ to denote inlets into the distillation network, represented as

FouT

sesNI i 1s € SOUT

O Splitter
QO Mixer

Fout
Outlet "
s € §OUT

Figure 4.2: Distillation network superstructure with 2 inlet streams and 2 outlet streams.
Inlet streams can be sent to columns (orange) or outlets (blue). The distillate and bottom
streams of a column can be sent to other columns (green and light green) or outlets (red

and dark red). Splitters are represented as gray circle while mixers as white circles.

splitters with incoming flow F SI N. We define set SOUT o denote outlets, represented
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as mixers whose outgoing stream, with flow FOUT can go to a final product sink as
well as be a recycle or purge stream. Inlet streams can be sent to columns or outlets.
We introduce Y; € {0,1} to denote whether column [ is selected. When the column is
not selected (i.e., ¥; = 0), stream flow rates associated with the column are set to 0.
The distillate/bottom stream of a column can be sent to other columns or outlets. For
each connection between two units (i.e., inlet-column, inlet-outlet, column-column, and
column-outlet), we introduce a binary variable to represent its selection in the optimal
solution (See appendix . The objective is to maximize the profit of the system,

Profit=">_ ul(O_F") = wei™) =Y cf=C%  (4.10)

scSOUT i€l i€l leL

IT denotes the cost/molar flow

Ty

where pf” denotes the price of outlet stream s; uM /¢
rate of the raw material; and C© denotes the total cost of units other than distillation

columns (e.g., reactors).

4.3 Illustrative Examples

We use two case studies to show the applicability of the proposed approach. Synthesis

models are formulated using Eqs. (4.1)-(4.9) for distillation columns, Egs. (C.1))-(C.22))
for the distillation network, Egs. (C.23)-(C.25) for the reactor network, and Eq. (4.10))

for the objective function. All examples are solved using global optimization solver
BARON (21.1.13) [64] through GAMS (34.3.0) on a machine with an Intel i7-9700 pro-
cessor 3.00 GHz and 16 GB memory. We set the resource limits as 1000 s and 7200 s

for the first and the second examples, respectively.



4.3.1 Ternary Mixture

We present the synthesis of a reactor-distillation system. Two reactors carry out different
reactions (i.e., Rl: A+D—B and R2: A4+2D—C), where component D is the limiting
reactant, and can be completely converted, in both reactions. The reactor efluents are
sent to a two-column distillation network to be separated into recycle streams (A > 80%
purity), final products (i.e., B and C with > 95% purity), and a purge stream. The
first reactor requires an A:D ratio of 1.1~1.3 whereas the second reactor requires this

ratio to be between 1.3~1.5. We present two solutions obtained with and without the

(A)
y~»0 Product 2
ceHi
] i oduct 2
Rxn#1
Source 2
b2 R
Rxn#2 |, tsanfee 1
L0 Product 1
©
e Product 2

Rxn#1

A+D>B |

fos
b
Rxn#2
Q™ aszp>c [O T

(o)

C(H

Prod

B(I): Source 1
0l

>E| Product 1

Figure 4.3: (A)

mixed before distillation network; (C), (D): best solution without the constraint. (red

’

(B): best solution with the constraint to enforce reactor outlets to be

(B)

(D)

OPurge
OProduct 1

oW

— oWl
L?

t0|:|Produt:t 2

Recycle 1
Recycle

Purge

r’*ﬂlﬂb

>0 Product 1

0 Product 2

empty circle: inlet stream (i.e., source); red filled circle: column feed; dark green triangle:

distillate stream; bright green triangle: bottom stream; blue square: outlet stream)
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constraint enforcing reactor effluents to be mixed before the distillation network. The
former is what has been typically proposed in the literature, whereas the latter allows
the identification of solutions where unnecessary mixing is avoided. The objective is
to maximize the profit. In the best solution, with profit/distillation cost of 7.60/13.64,
the two effluents are mixed, and the sharp splits between A and BC (i.e., split A/BC)
and B and C (i.e., split B/C) are selected, (See Figure and [4.3B). In terms of
recycle streams, the reactor effluent from the second reactor (for R2) is mixed with the
distillate stream of the column carrying out the A /BC split. When the mixing constraint
is not used, each inlet is assigned to a different column; the split between components A
and B becomes non-sharp (AB/B) (See Figure and [4.3D); and component C is
separated from A (A/C split) not from B (B/C split), resulting in an easier separation.

Thus, the cost is reduced significantly.

4.3.2 Quaternary Mixture

We study the synthesis of a reactor-distillation system potentially resulting in a qua-
ternary mixture to be separated using three columns. Two reactors carry out different
reactions (i.e., R1: A+B—C and R2: A+2B—D) with component B being the limiting
reactant in both reactions. The conversion of component B is 80% in both reactions.
Final products C and D have to meet 95% purity specifications. The first reactor re-
quires the A:B ratio to be between 1.1~1.3 whereas the second reactor requires this
ratio to be between 1.3~1.5. We start the solution process from a feasible solution with
a conventional direct sequence (See appendix for the distillation network.

In the best solution (See Figure and [4.4B), reactor effluents are split: a
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A) (B)

ol w>

A Product 1 o
Rxn#2 roduct
- I A+2B>D . B Purge
0 D
Recycle 2 =
4 B

u]
Product 2

Figure 4.4: (A): best solution in quaternary diagram (B): process configuration of the
best solution; red empty circle: inlet stream (i.e., source); red filled circle: column feed,;
dark green triangle: distillate stream; bright green triangle: bottom stream; blue square:

outlet stream

fraction is directly recycled and the remaining fraction is sent to the distillation network.
In the distillation network, each reactor effluent is assigned to a different column to
obtain the final products in the bottom stream (i.e., C and D, respectively), whereas
the distillate streams are sent to the next column to be separated into A, to be purged,
and B, to be recycled. To generate recycle streams to the first reactor, the efluent from
the first reactor, the distillate stream of the AB/C split column, and the bottom stream
of the A/B split column are mixed. This solution would not be readily found using the

graphical approach.



92

Chapter 5

Heat Integration®

5.1 Motivation

The area of heat integration has received renewed attention over the last few years due
to an emphasis on the design of energy efficient and sustainable processes. Simulta-
neous synthesis of the process and heat exchanger network can lead to a more energy
efficient and sustainable process because the potential benefit from heat integration can
be incorporated when determining optimal unit processes and their designs/operations.
However, in the process synthesis problem, temperatures, flow rates and even stream
classifications can vary depending on the structure of the optimal process, which violate
assumptions in most existing Heat Exchanger Network Synthesis (HENS) models. Thus,
existing HENS models cannot be readily used for simultaneous synthesis of the process
and heat exchanger network.

Accordingly, in this work, we propose mixed-integer linear programming (MILP)
models for utility targeting and HENS, building upon some of the concepts introduced
in the transportation/transshipment model, addressing the aforementioned limitations.
Specifically, the proposed models can handle variable stream flow rates and temper-

atures, as well as unclassified streams, hence facilitating its integration with process

8The contents of this chapter appear in Ryu and Maravelias, Ind. Eng. Chem. Res. 2019
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synthesis models. On top of that, with discrete temperature grids, the models remain
linear, leading to significantly more effective integrated synthesis-HENS models. Fur-
thermore, the proposed HENS model yields a detailed HEN configuration, which is not

available in targeting models.

5.2 Model Formulation

The proposed models are formulated based on a discrete temperature grid framework

[6, [47]. The problem statement is as follows.
1. A set of process streams to be heated or cooled is given.

2. Process streams have variable inlet/outlet temperatures and flow rates. Also, the

classification of the streams may be undefined.
3. A range of stream inlet/outlet temperatures and flow rates are given.
4. Temperatures and costs of utilities are fixed and known.
5. Minimum temperature difference (AT™") is given.

The objective for utility targeting is to calculate minimum utility cost, and the
objective for HENS is to find the optimal HEN that minimizes the total annualized cost

(i.e., operating + investment cost).

5.2.1 Projection of Temperature to Discrete Grid

First, the temperature grid needs to be constructed. For the base case, we consider an

uniform grid with the same length of intervals. After finding the highest temperature
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Figure 5.1: Hot/cold stream temperature grids

(e.g., high pressure steam), we can determine the temperature difference in each interval
(AT97?) and the number of intervals so that all stream inlet/outlet temperatures can
be mapped onto the grid. The cold stream temperature grid is adjusted by the min-
imum temperature difference (AT™") to guarantee thermodynamic feasibility of heat
exchanges. Since the selection of number, and secondarily size, of intervals affects so-
lution quality due to the projection of stream temperatures onto the discrete grid, it is
important to carefully determine the size/number of intervals to achieve accurate map-
ping. If this leads to a large number of intervals, a non-uniform grid, discussed later,
can be used. The temperature grids are illustrated in Figure [5.1] The set of interval
boundaries is defined as K, and the set of intervals as K'. The temperature of each
interval boundary (T,f] ,T,f ) is given depending on the classification of the grid. Since
each interval boundary has its corresponding temperature, we use boundary and bound-
ary temperature interchangeably. Next, we project stream data onto the grid so that

feasibility is ensured. We define the set of streams as S. For each stream, we introduce
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twelve parameters for the projection. These parameters, at the end of this step, will be
used to generate subsets of interval boundaries onto which the inlet/outlet temperature
of a stream can be assigned to.

Six parameters are used for inlet temperatures. First, ¢g,;IN’UP is set to 1 when T,f is
the feasible boundary temperature closest to the upper bound on the inlet temperature
of stream s (TIMUF) as shown in Eq. . Similarly, qbgij’LO is set to 1 if 7} s the
closest temperature to the lower bound on the inlet temperature of stream s (T719) as
shown in Eq. . Note that the direction of the inequality is opposite for the upper

bound and the lower bound.

(1 if k= argminy, |TH — TINUP|

Gop = st.TH < TINUP seS,keK  (51)
kO otherwise
( ~
X if k = argminy, |1} — TINEO||

Gop O = s.t.TH > TINLO s€S,keK (5.2)
KO otherwise

Parameter ¢f,;m is used to represent the feasibility of the assignment of the inlet tem-

perature of stream s onto the hot stream grid interval boundary k. The assignment is
possible only to the boundaries between the boundary with wf,;]N’UP = 1 and that with

Qﬂf,;IN’LO = 1. Then, parameter z/zf,;m is calculated as follows:

H,IN H,IN,UP H,IN H,IN,LO
ws,k‘ = ¢s,k + ¢57k_1 - ¢5,k—1 S € S, ke K (53)

In Figure [5.2] the inlet data of stream s are projected onto the grid, and (qbi’{éN’UP,
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Figure 5.2: Projection of stream data onto the grids (5 intervals are selected for illus-
tration purposes.

¢51;I5N’LO), (¢gf2N’UP, qﬁgiiN’Lo) are activated. Thus, interval boundaries (k3,k4,k5) are

available for the inlet temperature of stream s as a hot stream, and (k2,k3,k4) as
a cold stream, where @Z)f,;IN, g;fN are activated. Remaining parameters for the cold
stream grid and outlet temperatures are determined similarly. The assignment onto
the cold stream grid is exactly the same, except T,f is used instead of T ' (See Ap-
pendix for more information). After the projection step, subsets of interval
boundary that the inlet/outlet temperature of each stream can be assigned to (i.e.,

KFHIN KS’H’OUT, K}:’C’IN, KE’C’OUT) are obtained, referred to as feasible mapping set

KPIN = (g N =1,k e K} seS (5.4)

KIHOUT — (90" =1 ke K} s€S (5.5)

KON = (kSN =1,k e K} s€S (5.6)
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KEOOUT = (pS0" =1,k e K} s€ 8 (5.7)

5.2.2 Utility Targeting Model
Assignment of inlet/outlet temperature onto grid

For a simple analysis, utility targeting can be a powerful tool for the design of the plant.
The utility targeting model that we will propose below can be readily used to find the
minimum utility demand when there are unclassified streams and/or streams that have
variable temperatures and flow rates.

We introduce binary variables (U, UC) for stream classification (hot, cold). In the
superstructure process synthesis problem, streams that are connected to a process unit
u € U, are activated and classified if and only if the process unit is selected. We define
subset SY which includes the streams connected to unit u. If Y,V denotes the selection

of process unit u, we have:

U +U¢ =YV seSV uelU (5.8)

N,H y-OUT,H +-IN,C 1 OUT,C :
Yoo Y T Y 7)) which are set to 1 when

We introduce binary variables (YsIk
the inlet/outlet temperature of stream s is assigned to interval boundary k. We enforce
that the inlet/outlet temperature of a stream can be only assigned to a temperature

boundary in the feasible mapping set,

UH e KPIIN
D heK KIIiVH = s€S (5.9)

0 otherwise
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UC ke KHHIN
S er YIN© = s€S (5.10)

0 otherwise

UH k c KF,H,OUT
S e YOUIH = ) s€S (5.11)

0 otherwise

UC ke KF,C,OUT
Shex Yor ¢ =3 scS (5.12)

0 otherwise

where the summation of the binary variables in the feasible mapping set is equal to the
classification variable (U /UC), otherwise 0. Then, we can calculate the inlet/outlet

temperature as follows:

TIN =3 e (VI T+ YIVOTE) ses (5.13)

TOVT =3, (VP HTH + YSUHOTE) se 8 (5.14)

For the unclassified streams, the sign of the difference between the inlet and outlet

temperatures is determined by the classification of the stream,
TSIN TOUT < Bls ATmaz (1 _ UC + UH) s€S (515)

TSIN . TSOUT > ATé”a‘"” (_1 o USC + Uf) seS (516)

where parameter AT is the maximum absolute difference between the inlet and outlet
temperatures of stream s.
Binary variable Z fk / ng represents which temperature intervals are spanned by the

stream; they are activated when interval k& € K' is between boundaries that are selected
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Figure 5.3: Assignment of binary variables for inlet/outlet temperature and correspond-

ing spanned intervals

for the inlet and outlet temperature of stream s, which is illustrated in Figure [5.3
IN,H OUT,H I
20 =Yooy + 20 =Y seSkeK (5.17)

INC OUT,C

Zo =Y 0+ 25 +Y " seSkeK (5.18)
In the left side of Figure [5.3| stream s is determined as a hot stream with 772 /TH as
its inlet/outlet temperature, so Z fk3 and Z sz; are activated, meaning that interval k3

and k4 are spanned by the stream. In the left side of Figure [5.3] stream s becomes a

cold stream and span intervals k2, k3, and k4.

Calculation of flow rate, surplus heat, and heat requirement

We define a subset of process streams, S', not including utility streams. The flow rate
of each process stream is disaggregated into three components (F ﬁc, F fk, F&k), where
FBJF, Sck denotes the flow rate of process stream s as a hot/cold stream in the interval k
while Fs’k is a slack variable. Note that we use flow rate and heat capacity of a stream

interchangeably because, in many cases, heat capacity is given for chemical plant stream.

F,=F% +FS +F,, seS" keK (5.19)
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When stream s spans interval k of the hot/cold stream grid, variables F} /F&, can be

nonzero (Eq. /), while ﬁ’s’k is deactivated by Eq. /

Fl <6,z8 seS’ keK' (5.20)
FS <3,25, seS' keK! (5.21)
F,<3,01-2z%) ses’ keK! (5.22)
F,,<d,(1-25) seS" keK' (5.23)

Thus, the flow rate of stream s (i.e., Fy) becomes identical with either F[} or Fsck due
to Eq. . On the other hand, if stream s does not span interval k, F, = Fs,k holds.
Parameters 0, denotes the upper bound on flow rate of stream s. The heating/cooling
duty in each interval (i.e., Q¥ /QY¢) is calculated using the specific heat capacity (\s),

disaggregated flow rate (FSHk /F Sck), and temperature change within the interval:
Q' = Ve (L = T FIN] + QY ke K (5.24)

QF = Y pesr (T = TOFGA] + QFY ke K (5.25)
where QY /QSY is hot/cold utility at each interval. Notably, with the discrete temper-

ature grid, Egs. (5.24) and (5.25)) are linear even when flow rates are variable.

Finally, the residual heat in each interval is calculated,

R,=R, ,+QFf —Q¢ kecK! (5.26)

The first interval does not have any residual heat from the interval above (i.e., Ry =
0), and the last interval does not have any residual heat into the interval below (i.e.,
Rk = 0).

R,=0 k=0,[K| (5.27)
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The objective for utility targeting is to minimize the cost of utility usage,

C=p"" > e Q1Y + puc? 2 kek! QY (5.28)

HU/uCU :

where p is the parameter cost for the hot/cold utility.

5.2.3 Heat Exchanger Network Synthesis Model
Map heat exchange onto grid

The proposed framework can be extended to HENS in the presence of unclassified
streams with variable flow rates/temperatures. In HENS, temperatures at which streams
enter/exit heat exchangers need to be determined. We refer to the entry/exit of a stream
as the start/end of a heat exchanger. Binary variables VSS ,;g/ / ijc,s are introduced to

denote the start of a heat exchanger; Vss,ﬁ/ = 1 if a heat exchanger between hot stream

s and cold s’ starts at interval k for the hot stream. Similarly, ngs = 1 if a heat

exchanger between cold stream s’ and hot s starts at interval k' for the cold stream.
Binary variables v / V?,S . are also introduced to denote the end of a heat exchanger.

s,k,s’ s

To denote intervals spanned by a heat exchanger, binary variables X, ,/X$, _ are

introduced,
ka,s/ = ka_;l,s/ + ‘stz, — V.ﬁjﬂ,s, s, €8S, keK! (5.29)
S,C EC 1
XG oty = X A VIC  —VEC s s eSkeK (5.30)

where X[, .,/ XSC,,,{:,,S is set to 1 when the exchanger between hot stream s and cold
stream s’ spans interval k/k’" of the hot/cold stream. For example, in Figure |5.3| a
heat exchanger starts at interval k2 and ends at interval k3 of the hot stream grid,

denoted by X[}, =1 and X[}, = 1. Likewise, in the cold stream side, X5, =1 at
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Figure 5.4: Start, end, and spanning of heat exchanger

intervals k3, k4, and kb because the exchanger starts at kb and ends at k3. We ensure
that the number of matches between a pair of hot and cold streams are the same in both
sides,

zkeK‘ ‘/sskli’ = Zk’eKI stskcfs s,s' €8 (5.31)

and that no heat exchanger starts and ends at the same interval.

VIR +VEL <1 58 es" keK (5.32)
Vi, Vil <1 s, €St heK! (5.33)

Egs. (5.32) and (5.33)) are needed to ensure thermodynamic feasibility of heat exchange.
For utilities, these constraints are not needed because the start/end temperature is

already known.

Heat duty calculation

For HENS, instead of residual heat, we introduce available enthalpy (H fk) and required
enthalpy (HS,), and replace Egs. (5.24)) - (5.27) to Eqs. (5.34)) and (5.35),

HI = (T, — TI\FE = AT\ FE s e ST ke K' (5.34)
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HS = (T5_ — TSHNFS = AT\ FS,, s € S* ' e K! (5.35)

where )\, denotes the specific heat capacity of stream s; QF7 , i denotes the amount of

s,k,s

heat exchanged between stream s at interval k£ and stream s’ at interval k. We define

the cumulative transferred heat Q%, , and cumulative received heat QS ,. .,

QS k,s' Zk’>k QS ks' k' Ss s’ e S ke KI (5.36)
'k’ Zk<k’ s k s’ K S, 8, - S7 k c KI (537)
where ka7s, is the total amount of heat transferred from hot stream s at interval £ to

cold stream s'; Q¥ ,, | is the total amount of heat received by cold stream s’ in interval &’
from hot stream s. Note that heat should be sent to the same interval or intervals below
while heat should be received from the same interval or intervals above. For unclassified
streams, additional constraints are imposed to prevent heat exchange hot-hot and cold-
cold streams (See section [5.2.3).

The cumulative transferred/received heat is (de)activated by binary variables for

interval spanning (i.e., X7 /X5, ),

X2, <@ < AS(TIL, ~TIMXE , 5,8 €8, keK' (5.38)
EXS,k/,S S ng/,s S )\31531<TIS 1 T]S)X / k/ S,S, E S, k' E KI (539)

where € is a lower bound on the cumulative heat. Eq. / enforces that
cumulative transferred/received heat is deactivated when the corresponding interval is
not spanned by the heat exchanger between hot stream s and cold stream s, denoted
by XS ks’ =0/X¢ ks = 0. Finally, available/required enthalpy is satisfied through heat

exchange with process streams or utilities,

HE =3, Q% s€S keK (5.40)
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HS =30 Q5. § €S KeK (5.41)

Forbidden matches

We ensure that heat exchange between hot-hot or cold-cold is forbidden. Stream s can
transfer heat from interval £ to stream s’ only if stream s spans interval k as a hot

stream (Le., Z = 1) and stream s’ is a cold stream (i.e., US = 1).

Xh <72l sdeSkeK! (5.42)
Xy <US s8eSkeK (5.43)

Similarly, stream s’ can receive heat at interval &’ from stream s only if stream s’ spans

interval k" as a cold stream (i.e., Z9,, = 1) and stream s is a hot stream (i.e., ZH =1
s’k )y Hs )
X§7k/75 S ZSC/”]C/ 5,3/ c S, k'/ - KI (544)

XG,, <UM 58 €8 keK' (5.45)

S

Flow rates

Flow rates of streams in each heat exchanger need to be tracked if stream split, meaning
that a stream is split into multiple sub-streams and sent to different heat exchangers, is
considered. We introduce binary variables W/ _/ Wg w.s 10 model stream split; when
hot stream s at interval k& exchanges heat with multiple streams s’ and s”, then Wﬁcvs, and
Wgc,s” are set to 1. Stream split can occur only when the stream spans the corresponding

interval,

wh ,<XH, sseS’ keK! (5.46)

sk, s’ —

WS <XGy, 558" KeK (5.47)
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Then, we further decompose the disaggregated flow rate (F ﬁc /F 5 ) into the flow rate of

the stream in each heat exchanger (F/, /F Sl,g, .) and the slack variable (Fss,f Ay F’jlz}c’;),

Fh =F0, + F200 5,8 €8’ keK! (5.48)
FSy=F) +FC s, est K eK' (5.49)

where the flow rate in the heat exchanger can have a non-zero value when there is a
heat exchanger (i.e., X[ , =1/X$,, = 1) and the slack variable is deactivated if the

stream is not split (i.e., Wgw, = O/I/I/S({k,,,S =0).

FhI <0, X2, 5,8 €S keK! (5.50)

Fs{lgxs <0y XG 4y, 5,68 K eK (5.51)

SWH < FIN <5, - X +WH ) 558 keK! (5.52)
S WG SFINC <001 - XSG, +WG,,) 5,8 €S K eK (5.53)

Parameter 0, denotes a lower bound on the flow rate in the heat exchanger. When the
hot stream s has only one heat exchanger at interval k£, which exchanges heat with cold
stream s’ (i.e., ka’s, =1and WH _, =0), the flow rate in the heat exchanger is equal

s,k,s

to the disaggregated flow rate (i.e., ngC = FSIkHS,) On the other hand, if the stream
splits, the slack variable is enforced to be positive, making the flow rate in each heat
exchanger less than the disaggregated flow rate. When there is no heat exchanger (i.e.,

Xfm,/Xg’k,’S = 0), then the slack variable is equal to the disaggregated flow rate.

We enforce flow rate balances between consecutive intervals,

FLE = PR S FEM s s e S ke K! (5.54)

s,k,s’ s,k—1,s’

1,C _ lC S,C ~E,.C / P o0 1
Fs’,k’—l,s - Fs’,k’,s + Fs’,k’—l,s - Fs’,k’,s 8,8 € S 7k €K (555>
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: : RS H  REH SC EC
where slack variables (i.e., F.0 o, F.7 0, Fop, Fy ) can have non-zero values when

there is a start/end of a heat exchanger.

ol <5,V s s est keK! (5.56)
FEE <8 vES 58 es” keK! (5.57)
o <0uVig, s.s eSStk eK! (5.58)
FIC <o0vis, 5,8 €SP K eK! (5.59)

When there is no change of the heat exchanger along the consecutive intervals (i.e., no
start/end of heat exchanger), then slack variables are deactivated, and flow rates are
consistent through intervals (i.e,. F LH O — F s] }il »); otherwise, flow rates can change

s,k,s’

because slack variables can have non-zero values. In Figure [5.5] hot stream s exchanges

Stream s’
LH F
Fs,kl,s’ < k1
SH FSH oy A -
Vs,kz,s’_’ Fs,kz,s" LH ) =~ 2
sk2,s' N T~a
— Il .
LH -
EH SEH  m Fowas ~ o k3
Vs,k?),s’_b Fs,kS,s" I\il R \E
Fs,k4,s’ ) i | 4~ S~
~

Stream s

Figure 5.5: Flow rate balance due to start/end of heat exchanger

heat with cold stream s’ at interval k2 and k3. The start of the heat exchanger at
interval k2 relaxes the equality between flow rates at intervals k1 and k2, so F 51 152[’5, can

have a greater value than F SI 151]5' to start heat exchange. At interval k3, since there
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is no start/end of the heat exchanger, flow rates in the heat exchanger at k2 and k3
are consistent. Finally, due to the end of the heat exchanger at interval k4, F SI ﬁ’s, can
have a smaller value than F' SI gs, to end the heat exchanger. The same argument can be
applied to cold streams.

The flow rate balance in each interval can be expressed as follows:

Fi 4 Bt =5~ (FL sesP keK! (5.60)
FS 4+ Ff = FS . s eSt i eK' (5.61)

. Stot,H | itot,C
where dummy variables (F,5""/F,%") can have non-zero values when stream s ends

one heat exchanger and starts a new one in the same interval k.

Fl < 5,5 s VO sesSP ke K (5.62)
Fim <6, s VIS sest keK! (5.63)
F <00, Vi, sest i ek (5.64)
v <003, Vs, s est i eK! (5.65)

For example, in Figure [5.6]A, hot stream s ends one heat exchanger with stream sl
at interval £ + 1 and starts a new one with stream s2 in the same interval. Then, the
summation in the right hand side of the Eq. becomes twice of F, ﬁg In this case,
dummy variable F ;’ZH can have a non-zero value to satisfy the flow rate balance.
Notably, we enforce that these dummy variables are deactivated when the stream is

split in an interval,

Fl <5,0-wH ) sesS’ keK (5.66)

s,k,s’
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(A) (B)
| ' | ]
ILH LH
FS.R,Sl Fs,k s1 FI'H FI,H
T sk,;s1 s,k,s2
LH |
l Fs,k+1,51
------- e .
LH FL LH
Fs,k+1,52 FS k+1,s2 S k+1 TS Fs,k+1,53
A 4

Figure 5.6: (A): when a stream ends a heat exchanger and starts a new one with a

different stream in the same interval; (B): Feasible configurations without extension

Fipf <3,0-W9,,) s s’ K eK (5.67)

which excludes several configurations (See section [5.2.4] E Eqgs. - enforce
that stream splitting/mixing can only occur at the interval boundary as shown in Fig-
ure [5.6B, enforcing isothermal mixing. However, the model can be extended to consider
constrained non-isothermal mixing between split streams (See Section [5.2.4)).

Next, the cumulative heat (QF, ,/QS ;. ) can be calculated using the flow rate in

each heat exchanger,

B =NFLL (T, —TH) - QY 5,8 €SP ke K! (5.68)
s = AL (TS —CHY = QU 5,8 €SP K eK! (5.69)

~p.C .
where slack variables Q:, and Q.1 s can have non-zero values when there is a start

s,k,s

or an end of a heat exchanger in interval k and k', respectively,

QUi <& (V5L +VEE) 5.8 eS" keK (5.70)

s,k,s’ s,k,s
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@5:13 < €s (V/ K5 + V/ ks ) S, S/ S SP, k/ S KI (571)

Parameter €, denotes an upper bound on the cumulative heat of stream s. When slack
variables have non-zero values, the temperature change in the heat exchanger can be
less than the size of the interval; otherwise, the temperature change should be the same

as the size of the interval that the heat exchanger spans.

Temperature feasibility on the boundary interval

Temperature grids are shifted to introduce the minimum temperature difference (AT™™)
between hot and cold streams, which can ensure enough thermodynamic driving force for
heat exchange. However, if hot and cold streams exchange heat in the same interval, the
minimum temperature difference might not be guaranteed within the heat exchanger.
For example, in Figure [5.7], hot stream s and cold stream s" exchange heat in intervals
k2~k4. The heat exchanger starts at interval k2 in the hot stream grid and ends at the
interval k2, the same interval, in the cold stream grid. In this case, there is a range of
the outlet temperature of the cold stream that may violate the minimum temperature
difference. Likewise, at interval k4, the hot stream ends the heat exchange while the cold
stream starts, resulting in a range of the outlet temperature for the hot stream that may
violate the minimum temperature difference. To prevent these cases, the inlet/outlet

temperature of a stream in a heat exchanger can be calculated as follows,

T =TH + ;j s, €S keK' (5.72)
OUTH _ i dug 'SP keK! 5.73
s — s 89 €S ke (5.73)

s,k,s’

X Qs
TINC =T | — e 5,8 €ST ke K (5.74)
8" sl ks
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(A) (B)
k1 k1
S,H X E,C SH E,C
Vs, Kk2,s' I(Z S Vs’ k2,5 Vs,kz,s’ k2 © VS'.kZ,s
k3 k3
EH O* W S.C yEH | O 7 ySC
s,k4,s’ X; s’ k4,s skas| . s’ k4,s
k5 k5

Figure 5.7: (A): Range of outlet temperature that violates minimum temperature dif-

ference; (B): Guaranteed minimum temperature difference with Eqgs. (5.84)) and ([5.85)

AC
AQ;’;’TS 5,8 €SP ke K' (5.75)

" sl ks

ouT,.C __ ¢
Ts’,k,s - Tk +

and used in constraints to enforce the feasibility.

T > T+ AT 5 8 e ST ke K (5.76)
Toe ! > T + AT 5,8 e ST ke K! (5:77)

However, Eqs. (5.72) - (5.75) are nonlinear, increasing computational complexity of the
model significantly. By rearranging Eqs. (5.76)) and (5.77)) using Eqgs. (5.72) - (5.75)),
we can obtain Eqs. (5.78) and ([5.79)), respectively,

NH QC
!/ ’
et > i s, € ST ke K (5.78)
S s,k,s! s' Vsl ks
2 ! QC; P I
i < —e— 5,8 €8, ke K (5.79)
)\SF'S,’]C,S/ /\S/Fs”,k,s

Notably, the term in the right hand side of Eq. ([5.78)) is upper bounded by the size of the

interval (i.e., 79" = (T}F , = TF) = (TS, — TF)) because it represents the temperature
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change in an interval; thus, if the term in the left hand side is greater than T,f”d, Eq.
(5.78) will hold. Similarly, the term in the left hand side of Eq. (5.79)) is upper bounded

by T¢™, so if the term in the right hand side is greater than 79", Eq. (5.79) will hold.

QH / rid QH ’ QC; ’
If s,k,s > Tg N s,k,s s’ k! s 580
i 2 T = S 2 e (5:80)
QC; / rid QH / QC; /
If s’ ks > Tg — s,k,s s’ k! s 581
S,F;;’i,’s ="k ,\SFifs, = )\S/F;,’i,’s ( )
As a result, we can derive the following linear constraints,
grid ~1,C AC / P I
ANTPF < Q5. 5,8 €8T keK (5.82)
grid oI, H AH / P I
ATy < Qe 8,8 €S EEK (5.83)

Finally, using binary variables, we enforce the above inequalities to be active only when

a heat exchanger ends and starts at the same interval,

AN FYS T < QS +¢2-VEL —vi) 5,8 €S keK! (5.84)
MG € QU +CR = VAL = VI s/ €SP keK! (5.85)

where ( is a parameter that relaxes inequalities when any of binary variables is 0. When
hot stream s ends a heat exchanger with stream s at interval k (i.e., VSE;C’Z, = 1) while cold
stream s’ starts a heat exchanger with stream s at the same interval (i.e., Vs‘,g,? s =1),
Eq. enforces the temperature change of cold stream s’ to be the same as the size
of the temperature grid; in other words, cold stream s’ should start the heat exchanger
at the interval boundary. Similarly, in the opposite case where a hot stream starts and a

cold stream ends in the same interval, Eq. (5.85)) enforces the temperature change of the

hot stream to be the same as the size of the temperature grid. Effects of Egs. ((5.84) and
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(5.87)) are illustrated in Figure [5.7B. Even though some solutions are excluded from
these constraints, the impact is not significant when a moderate grid size is used. Also,
to have a higher driving force to reduce the heat exchanger area, the optimal solution

tends to have a higher temperature difference than the minimum.

Area calculation and objective function

As discrete temperatures on the grids are known, we can calculate the log-mean temper-
ature difference between interval k£ and £’ (i.e., ATKZ,). Using the log-mean temperature

difference, we calculate the heat exchanger area using a linear approximation,

E;s/(hs,k+h5/,k’)

Qs !/
AS’SI - ZkEKI Zk’EKI hs khg k/AT;i")é/ 5,8 € S (586)

where hgj, denotes the heat transfer coefficient of stream s in interval k. When a moder-
ate interval size is used (e.g., 5 - 10K), the approximation is sufficiently close (deviation
between 0.004 - 1.143%, See appendix to the calculation with the true log-mean
temperature difference of a heat exchanger.

Then, the number of heat exchangers between a pair of streams (N, fj( ) is calculated,

EX __ S,H EH S,C E,C /
Ns,s/ = ZkeKI Vs,k,s' = ZkeKI Vs,k,s/ = Zk’eKI Vs/,k',s = Zk’eKI Vs/,k/,s s,s' €8

(5.87)
Further, to avoid cyclic matching (i.e., multiple matching between a pair of streams)

and to reduce the complexity of the resulting HEN, NE& is bounded,

NPF <n s,5€8 (5.88)

where 1 can be set to 1 to avoid the cyclic matching. The objective is to minimize the

total cost of the HEN, which is calculated using hot/cold utility cost, exchanger area
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capital cost, and heat exchanger unit cost.

C= MH ZseSHU Zk Zs’yés s,k,s’ +p Zs 1e8CY Zk’ Zs#s ’ k! s

F Y e Dowes Ass + 1Y D ies Doaes NEY

(5.89)

Parameter pu /u“ is annual operating cost for hot/cold utility ($/kW — yr); pu# is the
annualized capital cost of area ($/m? — yr); and pV is the annualized fixed cost for the

heat exchanger unit ($/yr).

5.2.4 Extensions
Non-isothermal mixing

The model can be extended to handle general non-isothermal mixing of split streams,
which, in some cases, can be beneficial. However, we present non-isothermal mixing only
in the same interval because this can be readily introduced without additional variables

or constraints. By using Egs. (5.90) and (5.91) instead of Eqgs. (5.66) and (5.67)),

non-isothermal mixing configurations in Figure can be allowed.

Flo <5, -WH ,+ VR s €8 keK (5.90)

S

Fyw <0y(1-WG ,+Vow) sseSkekK (5.91)

s
Note that non-isothermal mixing in the middle of the interval is allowed only if all the
split streams end in the same interval. This is illustrated in Figure [5.8A. In interval k1,
two of split streams are mixed at the boundary, which is feasible without the extension.
However, the mixing in interval k2 is allowed only if the extension is introduced, because
mixing occurs in the middle of the interval; Notably, all the split streams end in the same

interval k2.
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(F. S’kﬁ'ﬂ-'_}i sk2,s2 + Folka,s3) (Fsras1HFskase + Fokass) + Fskasa
_ ) H LH
= Fs,k + Fs,kZ,sS = Fs,k + Fs,k2,54

Figure 5.8: (A): Feasible configuration with relaxation for non-isothermal mixing; (B):

Configurations that cannot be found with relaxation for non-isothermal mixing

However, configurations illustrated in Figure cannot be found even with the
extended model because they require non-zero dummy variables for the flow rate balance
(i.e., F ;(ZH, F St,o ';C,C ) due to the repetitive flow rate calculation in the circled region, but
the dummy variables are deactivated due to the split stream that does not end in the
same interval. In the first configuration in Figure [5.8B, two streams are mixed in
interval k2, but there is another split stream which is not mixed (end) in that interval.

In this case, F ;‘ZQH cannot have a non-zero value because the right-hand side of Eq.

5.90) is 0 (W), = 1, V;,EkQH .3 = 0). The same is true in the second configuration in

Figure [5.8B; due to the streams that are not mixed in interval k2, F ;'ZZH is deactivated.

We note that since non-isothermal mixing can only occur in the same interval, the size

of the interval does affect the temperature range of such mixing.
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Non-uniform temperature grid

In some cases, many intervals are needed, although it is not computationally effective, to
map stream data onto the temperature grid accurately or to reduce the error of the linear
approximation of the heat exchanger area. To address this challenge, we propose to use
a non-uniform grid where the size of each interval can be adjusted, thereby considerably

reducing the number of intervals while mapping accurate stream information.

5.3 Illustrative Examples

We used GAMS 25.0.1, and the computing platform was a Dell OptiPlex 7010 with 3.40
GHz Intel® CPU and 8 GB of RAM. The MILP models are solved by OSIGUROBI,

and the MINLP models are solved by SCIP.

5.3.1 Simultaneous Process Synthesis and Utility Targeting

Here, we illustrate how the proposed utility targeting model can be seamlessly inte-
grated with a process synthesis/intensification model, and the computational efficiency
of the resulting integrated model. We compare the solution obtained by the proposed
targeting model against the solution obtained by a nonlinear targeting model [59]. Due
to nonlinear constraints in the process synthesis model (e.g., unit costs, mass balances),
the combined model is a MINLP model for both cases. Interestingly, while the proposed
targeting model has more variables than the nonlinear targeting model, it is easier to
solve when it is combined with process synthesis model.

A process from Kong et al. [59] with some modifications found in Li et al. [66] is

investigated (See Figure [5.9). There are 3 reactors and 3 separators. The objective
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is to maximize profit. The feed includes 2 kmol/s of A and 1 kmol/s of B. In the
first reaction, A and B react to form an intermediate C (A + B — C). Since the
stoichiometry of A and B is 1 in the first reaction, B is the limiting reactant. There are
two candidate catalysts, operating at different reactor temperatures, for this reaction, so
one important decision is the selectin of the catalyst/reactor system. The first catalyst
has to be operated at 340 K, while the second should be operated at 450 K. The second
catalyst yields higher conversion than the first (90% vs. 60%), but its capital cost is also
higher. Effluents from the reactors can be recycled directly to increase yield. After this
reaction, C is separated from A and B in the sharp distillation tower (SEP1). In the
following step, C is converted to product D (C — D) in reactor CSTR2. The reaction
reaches equilibrium. The operating temperature of CSTR2 is fixed at 450 K, and the
enthalpies of reaction in all the reactors are assumed to be negligible; these assumptions
are lifted later in section to include variable temperature isothermal stream in the
HEN design. Finally, product D is separated from C in two consecutive distillation
towers (SEP2, SEP3). Only 60 % of C is separated in SEP2 and sharp distillation is
achieved in SEP3. Streams 2 and 7 can be either hot or cold streams depending on the
operating temperature of the reactor. The classification of these streams is determined
simultaneously by solving the optimization problem. The optimal solution is shown in
Figure [5.9] where unselected units are dimmed. Streams 1 and 12 are mixed with
recycling streams. While the temperature of the mixer outlet streams, 2 and 13, can
be mapped exactly on one of the temperatures of the discrete temperature grid, this
might lead to suboptimal solutions where some portion of the recycling stream is purged
to satisfy the energy balance. To address this, we allowed some deviation between the

temperature in the heat integration model (i.e., ') and that in the heat integration
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Figure 5.9: Problem configuration and its optimal solution for simultaneous process

synthesis and utility targeting

model (i.e., TPS). This is achieved using slack variable T,

THI_TFS . ses (5.92)

which is bounded in [-AT9"/2 AT /2]. We use a uniform grid with AT9"4 = 5K,
leading to 64 intervals. In the optimal solution, CSTR1b is selected, so stream 2 is cold
and stream 7 is hot. The integrated model using the proposed model requires 25.07 s,
while the one with the nonlinear model requires 14820 s. The optimal solution obtained
using the proposed model has a profit of $58.925 MM /year, employing 17.366 MW of
hot utility ($1.389 MM /year). The solution using the nonlinear model, has a profit equal
to $58.863 MM /year, with 18.135 MW of hot utility ($1.451 MM /year). Note that the

objective values are different because of the approximation of the temperature.

5.3.2 Cyclic Matching

When there is few streams to exchange heat, cyclic matching, where a pair of streams

might be matched multiple times, can be beneficial, and the proposed model can handle
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it. We adopt an example from Biegler et al. [I1] with three streams with pre-determined
classifications. A grid with AT9" = 1K is used to map exact stream information,
leading to 220 intervals. Since there is only one hot stream, cyclic matching can be

promising. The maximum number of cyclic matching (1) is set to 2. The example is

Proposed Model 1620
20.8

Q 3622 268.9
362.2
s1 (H,22) 440 —,, T 912 363‘—Q-> 350
e S =
s2 (C,20) 430 <« \_/ | — 349
109 loommmmeeees |
s3 (C,7.5) 368 < HO—3228 (320
\‘_-.-—_—-X__—"
Reference (Huangetal,, 2013) 416
1623
20.7 361.6 2596

R .
ST (H,22) 440 —|15 T 993363 60 350
s2 (C,20) 430 < O

s3 (C,7.5) 368

bl
A 3545
)

Figure 5.10: Optimal structures from the proposed HENS model and reference. Flow

rates given in dark red, heat load (kW) and exchange area (m?) given in blue and green.

solved in 107.23 s with an objective function value of $78,399/yr (See Figure [5.10).
The solution has a cyclic matching between streams s1 and s3. However, since the model
only calculates the total area between a pair of streams (i.e., A, ), the area for each heat
exchanger cannot be directly obtained. Nevertheless, it is also possible to calculate the
heat duty in each exchanger, thus area can be obtained using the information from the
solution. We compare the solution with previously obtained one [49]. Since a nonlinear

cost function with log-mean temperature is used in the previous paper, the comparison
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between the two optimal objective function values is conducted after calculating the area
cost using the original nonlinear function, referred to as adjusted cost. The adjusted

cost ($76,459/yr) has a good agreement with the reference value [49] ($76,327/yr).

5.3.3 Stream Splitting

This example is from Yee et al. [I0§]. Stream splitting is likely to occur in this example
because there is only one cold and multiple hot streams. We investigate the impact of
non-isothermal mixing changing the interval size. Figure shows solution quality,
of both models, as a function of the interval size; AT™" = 10K is used in all cases.
Non-isothermal mixing improves the solution quality considerably when a moderate
size interval (e.g., 10 K) is used, but the improvement becomes smaller when we have
a smaller interval. This is because using a smaller interval makes the range of the
non-isothermal mixing smaller. This result shows that when non-isothermal mixing is
expected, then it is better to use a moderate, rather than small, interval size. Non-
isothermal mixing is likely to lead to better solutions when, for example, there is a hot
stream with large flow rate and multiple cold streams, all with small flow rates, spanning
the same intervals.

In general, we can observe improvement of the optimal objective function value
with smaller intervals. This is from the two reasons: 1) better approximation achieved
through the linear area calculation (we are overestimating the area with a large size
interval) 2) more degree of freedom of mixing and splitting temperature with more
intervals. This improvement, however, is not observed in the solution with 1 K interval

with non-isothermal mixing. With 1 K interval, the optimal objective function value is
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Figure 5.11: Impact of interval sizes of the grid for non-isothermal mixing

worse than that with 2.5 K interval because non-isothermal mixing within 1 K intervals
does not lead to noticeable improvements even though the approximation is improved.

When we use AT™" = 1, AT9" = 1 to map exact temperature information, the op-
timal objective function values with and without the adjustment are $578,193/$579,547,
respectively, which are slightly inferior (1.4/1.6 %, respectively) to the reported value
(570,362, [49]) due to the limited range for non-isothermal mixing. The optimal solu-
tion without the adjustment is represented in Figure [5.12| The solution has a serial
stream splitting (i.e., splitting of the stream that is already split stream). Stream s6
splits at 290 K into s6a (13.33 kW/K) and s6b (4.67 kW/K) to exchange heat with s5
and s4. After exchanging heat with s5, s6a splits again into s6¢ (7.98 kW /K) and s6d
(5.36 kW/K) at 344 K to exchange heat with sl and s3. Finally, all the split streams

are mixed non-isothermally, and the mixed stream becomes 456.6 K.
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Figure 5.12: Optimal heat exchanger network of the example in Section [5.3.3
5.3.4 Simultaneous Process and HEN Synthesis

We study simultaneous process and HEN synthesis. The overall process configuration
for this example is the same as the one in section [5.3.1] but a couple of important
modifications are made. First, the heat of reaction of reaction 2 in CSTR2 (exothermic)
is considerable (it was ignored previously), so an isothermal cooling duty for reactor
rl is introduced. Second, the operating temperature of CSTR2 varies within 350 ~
450 K, making streams 13 and 14 unclassified. Thus, the operating temperature of the
reactor affects not only yield but also heat exchanger design. All the streams except
the one representing the reactor duty are treated as unclassified streams. We use a
nonlinear cost function for heat exchangers (i.e., u¥ + u*A%6) although we still use the
linear approximation to calculate the area. The number of heat exchangers for CSTR2
is limited to one to consider practical constraints. Note that this type of constraints
cannot be readily implemented in models that do not identify actual matching between
streams (e.g., area targeting models). The optimization problem is solved to 0.32 % gap

after 108,000 s, returning an objective function value of $59.502 MM /yr. The optimal
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Figure 5.13: Optimal process configuration found with simultaneous process and HEN

synthesis. Heat load (kW) and exchange area (m?) given in blue and green

solution is represented in Figure The annualized cost of the HEN (area + unit)
is $0.215 MM /yr while that of utility is $0.339 MM /yr. There are seven heat exchangers
with total exchanger area of 1481.64 m2. The loads of hot and cold utilities are 3.50 and
2.95 MW, respectively. A 96.1 % total yield of product D from limiting reactant B is
obtained with recycling of unreacted reactants (components A and B by streams 8 and
11, component C by stream 20) to the reactors.

In the optimal solution, CSTR1b is selected, so stream 2 becomes a cold stream; it
exchanges heat with the reactor stream (rl) (exothermic reaction) and stream 7 that
needs to be cooled down before the separation (SEP1). The optimal temperature of
the CSTR2 is 450 K which is at the upper operating temperature bound; stream 13/14
is determined as cold/hot stream accordingly. Interestingly, the temperature is at the
upper bound despite the reaction 2 being exothermic, because the gain in the yield by
lowering the operating temperature of CSTR2 is outweighed by the gains in the HEN.
One thing to note is that the total yield can be increased by recycling even though the

single pass yield in the reactor is low due to the high temperature. This simple example
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shows the advantage of considering simultaneous process synthesis with HENS. Other

solution details can be found in the supporting information of the original work [82].

5.3.5 Non-uniform Grid

This example illustrates the advantage of using a non-uniform temperature grid. When
the size of the problem is medium (e.g., 10 ~ 15 streams), the proposed model with
uniform temperature grid can be computationally expensive. By using a non-uniform
grid, we can reduce the number of intervals while preserving stream information. This
example has 15 streams with one hot and one cold utility. Streams 8 and 9 are un-
classified with variable inlet/outlet temperature; the range of the inlet temperature of
stream 8/9 is (110 ~ 130)/(180 ~ 280), while the range of the outlet temperature is
(40 ~ 250)/(190 ~ 220). In addition, streams 4, 7, 8, and 14 have variable flow rates.
Detailed parameters can be found in the supporting information of the original work
[82]. The non-uniform grid has 27 intervals, leading to a model with 209,564 variables,
of which 20,730 are discrete variables; and 138,519 constraints. The maximum size of
the intervals is 40 K and the minimum 5 K. The model is solved to 3.01 % optimality
gap in 40,000 s. The best solution is found after 19,749 s. The objective function value
is $1,163,923/yr, and the corresponding configuration is shown in Figure [5.14] Un-
classified streams (i.e., s8 and s9) are determined to be hot streams. The adjusted cost,
calculated using the log-mean temperature method based on the optimal configuration,
is $1,086,212/yr, which is 6.7 % lower than the cost calculated using the original cost

function.
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Figure 5.14: Optimal heat exchanger network with 15 streams. Streams 8 and 9 are
determined to be hot streams. Flow rates given in dark red, heat load (kW) and exchange

area (m?) given in blue and green.

5.3.6 Phase Changes

In this example, phase change during the heat exchange is modeled by decomposing
the stream into sub-streams corresponding to each phase (vapor, 2-phase, and liquid) as
previous works [59, [54]. Bubble/dew points are assumed to be fixed (assuming constant
stream pressure and composition). Since we can adjust the size of each interval, we can
exactly map bubble/dew point of the stream on the discrete temperature grid. A sub-

SPHC s defined to represent the streams that might have phase changes.

set of stream
Streams in this subset are referred to as parent streams. Also, for each parent stream, we
generate three sub-streams (S571¢): vapor (v,), 2-phases (2p,), and liquid (I,). All the

sub-streams are considered as normal process streams. As shown in Figure the set
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of temperature intervals K' in hot /cold stream grid is divided into three subsets depend-
ing on the relative location with respect to the bubble/dew point of the parent stream on
the grid. The subsets of the temperature interval (K" /K¢ K" /K?¢ KLH /KLO)
denote the temperature range of each phase of parent stream s in the hot/cold stream

grids. We refer to these subsets of temperature interval as phase regions.

v,C
Ky K Vapor 2 LS TDEW
s
k2 k2
TDEW
k3 k3 Kgp,c
K2PH k4 2-phase k4
TBBL
k5 k5
TBBL K~C
CORET k6 Liquid K6

Figure 5.15: Phase regions in hot/cold stream temperature grid

The spanning of a sub-stream for a certain interval is determined by that of the
parent stream; thus, we can equate the binary variables for the interval spanning of the

parent stream to those of the sub-streams.

zHh =271, ke KYM s e sPHe (5.93)
zlh =2z ke KPP 5 e gMHe (5.94)
zfh =21 ke KM s e st (5.95)
28, =28, keKYC sesMe (5.96)

78, =125, , keKFC ses™ (5.97)
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2% =78, keKLC seshhe (5.98)
Note that the equalities of the spanning variable between the parent stream and the
sub-streams are satisfied only in the corresponding phase region in Egs. - ,
ensuring correct decomposition of the parent stream into the sub-streams.

Binary variables are introduced to denote the existence of a certain phase during the
heat exchange (Z;/H, Z;/*C, ZEP’H, ZASQP’C7 ZfH, ZSLC) If a certain phase (i.e., V, 2-P, L)
appears during the heat exchange of parent stream s, the corresponding binary variable
for the sub-stream is activated (Eqs. — (5.104)). In contrast, if the parent stream
does not span the phase region (i.e., Z fk / ng = 0), the corresponding binary variable is

deactivated accordingly.

zH < zbH <3, 78 s e SO ke KU (5.99)
28, < ZMC <3, 28, s € SPHC ke KO (5.100)
ZH < ZVH <3 7H s e STHC | e KV T (5.101)
28, < 2¥VC <30, 25 seStC reKYC (5.102)
zH < 7?PH <5 78 s e SPHC ke KM (5.103)
78, < 7P < 3, 79 s € STHC | e KPP C (5.104)

When phase change occurs, flow rate (i.e., heat duty) in each phase is different . We can
change the flow rate of the parent stream according to each phase using sub-streams. If a

sub-stream denoting a certain phase does not exist, then the flow rate of the sub-stream

is deactivated via Egs. (5.105]) — (5.107)).

F, <8, (ZVH 4 zVC) 5 e sPHC (5.105)
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Fyp, < 83, (2291 4 Z2PC) 5 € STHC (5.106)
F, <0, (21 4+ 21C) s 8™ (5.107)

To illustrate this extension, a small example with 5 streams is considered. The bubble
point of stream s5 is 320 °C and its dew point is 335 °C. The inlet temperature of s5 is
between 207 and 405 °C and the outlet temperature between 330 and 340 °C, so it can
undergo phase change. In addition, it is an unclassified stream. We assume that the
ratio of specific heat capacities between liquid, 2-phase, and vapor is 2:4:1. The optimal
configuration is shown in Figure [5.16] where s5 is used as a cold stream undergoing
a phase change from liquid to 2-phases; vapor phase does not appear during the heat

exchange.
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Figure 5.16: Optimal heat exchanger network with phase change
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Chapter 6

Conclusions and Future Works

6.1 Distillation Network Synthesis

We proposed a versatile and computationally efficient shortcut distillation column model
and a separation energy targeting model, which are well-suited for superstructure-based
process synthesis. They can seamlessly handle systems in the presence of undetermined
feeds, which can naturally appear in process synthesis problems. The proposed distilla-
tion column models can automatically identify adequate key components and calculate
the corresponding energy requirement of a separation task. Also, they can be readily
adopted as submodules in distillation network synthesis approaches. The proposed sep-
aration energy targeting model can calculate an energy target for the separation of a
mixture without designing the network. Henceforth, this targeting model can be effec-
tively used in a preliminary synthesis step to identify promising systems among multiple
alternatives. As a demonstration, we applied the proposed model into the bio-refinery
optimization for ethanol upgrading, which unveiled several promising ethanol upgrading
strategies. Also, the solution obtained with the proposed energy targeting model can
be used as a good starting point for more rigorous process synthesis/design. Potential
future works in this area include developing generalized column models and targeting

models that can handle non-ideal mixtures. One way is to extend existing shortcut
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approaches for non-ideal mixtures to consider the undetermined feed. Approaches with
data-driven surrogate models are also promising.

Next, we proposed a superstructure-based distillation network synthesis model with
extended modeling features. It can account for multiple undetermined sources and
unspecified outlets to facilitate the integration with reactor network synthesis mod-
els. Furthermore, bypass streams and thermal coupling can be considered to find more
energy/cost efficient distillation networks. Bypass streams can be utilized to avoid un-
necessary separations, and thermal coupling can be adopted to avoid re-mixing. Due to
its extended modeling capability, the proposed approach enabled seamless integration of
reactor and separation network synthesis and led to solutions that cannot be found using
existing models employed in a sequential approach. For future works, addressing large
scale problems would require the development of specialized solution methods. Also, in-
troducing various heat integration options between columns can be an interesting future
research topic.

In addition, we illustrated how simple graphically-inspired feasibility constraints can
be used in conjunction with superstructure-based approaches for distillation network
synthesis. This approach can allow the use of surrogate models for distillation columns,
to improve computational efficiency of superstructure-based approaches, while enforcing
approximate feasibility constraints of distillation tasks. An interesting future research
direction is the derivation of and integration with similar feasibility constraints for (1)

non-ideal mixtures and (2) liquid-liquid equilibrium.
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6.2 Heat Integration

We proposed mathematical programming models for 1) utility targeting and 2) heat ex-
changer network synthesis (HENS). By using a discrete temperature grid approach, we
were able to formulate linear models (with integer variables) even in the case where un-
classified streams with variable temperatures and flow rates are present. This approach
allows the formulation of computationally more tractable process synthesis models with
integrated HENS. Further, the HENS model can be extended to address non-isothermal
mixing of split streams, within a limited range, as well as phase changes during heat
exchange. To further reduce the computational cost, a non-uniform temperature grid
can be adopted. For future research, the comprehensive consideration of non-isothermal
mixing can be explored. Also, to tackle large scale problems, developing solution meth-

ods that are specialized in solving HENS model would be needed.



131

Appendix A

Chapter 2 Appendix

A.1 Role of Inactive Roots’

We briefly illustrate the role of Eqgs. and with inactive roots, while more
thorough discussion can be found in the works by Halvorsen et al. [44] and Gooty et
al. [I0I]. Let’s consider a saturated liquid feed with four components (I = {A, B, C,D};
(aa, ap, ac,ap) = {5,2,1.1,1}; F; = 0.25). From the feed equation, roots are calculated
as (P, ¢B, pc) = (3.161,1.466,1.044). We need to achieve 90% recovery of component
B in the distillate stream and 70% recovery of component C in the bottom stream.

If we select B/C as the light /heavy key (only ¢p is active) with recoveries of 0.9/0.7
in the distillate/bottom stream, V1 = V2 = 0.97 and (Da, Dg, D¢, Dp) = (0.25, 0.225,
0.075, 0) are calculated by Egs. and (2.3). Then, if we calculate Egs. and

(2.6) with one of inactive roots ¢c,

o; D; 5 x0.25 2x0.225 1.1 x 0.075
= + + =2252>V1=0097 Al
iGZIOéi—ﬁbc 5— ¢c 2—¢c 1.1 - ¢c (A1)
o, B, 2 x 0.025 1.1 x0.175 1 x 0.188
S e R — — =2.252>V2=0.97 A2
Z a; — Pc 2 —¢c¢ 1.1 - ¢c 1 —¢c (A4.2)

i€l
Egs. (2.5)) and (2.6 are violated; this implies that the resulting component distributions

are not obtainable with the minimum vapor flow rate operating condition.

9The contents of this section appear in Ryu and Maravelias, Comp. & Chem. Engr. 2020
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On the other hand, if we select B/D as the light/heavy key (¢p and ¢¢ are active)
with recoveries of 0.9/0.753, V1 = V2 = 0.837 and (Da, Dg, D¢, Dp) = (0.25, 0.225,
0.075, 0.062) are calculated by Eqs. and . These components distributions can
be obtained with the minimum vapor flow rate operating condition because the resulting
minimum vapor flow rates and component distributions satisfy Egs. and for

all inactive roots (i.e., ¢a).

A.2 Reformulation of Egs. (2.53)) and ([2.54))"

Egs. (2.53) and ([2.54)) are reformulated as follows,

Ui(1 - ﬂ) = Dix icl i eI? (A.3)
I al
=B ¢i/ o) . . R
Uig(l——)=—-Biy iel el (A.4)
b al
) 7P 1= . ./ R
- _Dz,i’ < UZ‘ i < _Dz’,z" 1€, v el (A5)
w ’ w
1— — 1
— —B; i < Ui-/ < —B, iel i el? (A.6)
w ’ w

A.3 Column Model with Only Active Roots!!

When only high recoveries of heavy/light key components (e.g., > 99%) are considered,
calculating inactive roots to check Eqs. and might be redundant because they
are implicitly satisfied for all inactive roots. In this case, Kong and Maravelias proposed
a column model to handle an undetermined feed, where only active roots are calculated

[61]. However, this model becomes computationally inefficient when the number of

10The contents of this section appear in Ryu and Maravelias, Comp. & Chem. Engr. 2020
'The contents of this section appear in Ryu and Maravelias, AIChE J. 2020
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components in the system increases. We briefly touch this model here and introduce
improvements we proposed, which dramatically improve computational efficiency. Major
difference of the previous model [61] from M2 is that all Underwood roots are constrained
to be between the relative volatilities of the keys to calculate only active roots,
D (i + o) <y < (i — o)V i e IR (A7)
i€l i€l
where parameter ¢ is a small number (1072 ~ 1072) to make the roots strictly between
the relative volatilities of the keys.
Then, binary variable X; is defined, where X; = 1 if and only if component 7 + 1 is

distributed (i.e., Z;1; = 1) and has a positive molar flow rate in the feed (i.e., ;11 = 1),
X;=ZiYiy, icI®P (A.8)

where the set I"? = I"™\{i = n — 1} denotes the intervals between the Underwood
roots. Note that Eq. (A.8) can be reformulated as a set of linear constraints. Then, the

difference between adjacent Underwood roots, A;, is constrained as follows,

i — i1 = A i€ IRP (A.9)

where A; is positive when X; = 1; otherwise, it is equal to 0, making adjacent roots
identical. For instance, when components A and D are selected as the light and heavy
keys, respectively, but component C has zero flow, then X, = 1 (Zg = Y = 1) and
Xg =0 (Zc = 1,Ye = 0) are enforced by Eq. ; thus, ¢a — ¢p = Ax > € and
o — ¢pc = Ap = 0 are enforced by Eqgs. and to ensure the existence of two
distinct roots (¢a > ¢ = ¢c). Note that @ can be set as the relative volatility of the

lightest component and « can be set as 1.
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With only Egs. (A.7) ~ (A.10]), the Underwood roots are bounded only by the

relative volatilities of the heavy and light keys (i.e., Eq. (A.7)) and the relationships

between the roots (i.e., Egs. (A.9) and (A.10).

Consider a feed with 5 components, I = {A,B,C,D,E}, with positive component
molar flow rates, (Y; = 1, Vi € I). If component A /D is selected as the light /heavy key,
B and C are distributed components (Zg = Z¢ = 1). Binary variables X, and Xp are

activated (Xy = Xp = 1) while X¢ = 0 (because Zp = 0), enforcing three distinct roots

with Egs. ~ :
ap > ¢Qp > ¢ > ¢oc = ¢p > ap > ag =1 (A.11)
However, based on the Underwood equations, we know that the roots should satisfy
Qap > ¢ > ap > ¢ > ac > O = ¢p > ap > ag = 1 (A.12)

Accordingly, additional valid constraints are introduced, enforcing that if X; = 1, the

relative volatility of component i + 1 (a;41) should be between ¢; and ¢; 1.
Xi=1—¢; > a1 > ¢y 1 €It (A.13)
Eq. can be re-written as follows,
¢i > (i +0) X+ a(l1-X;) i eI (A.14)
bi1 < (a1 — o)X +a(l —X;) i eIfP (A.15)

Egs. (A.14) and (A.15) constrain each root depending on the key selection and the
existence of components in the feed, thereby enhancing the computational performance
of the model. In the previous example, since Xy = 1 and Xg = 1, ¢p > ag > ¢p and

¢ > ac > ¢¢ are enforced by the valid root constraints, respectively.
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Note that roots are correctly constrained even when some flow rates are zero. For
example, if Fo =0 (Yo = 0) in the previous example, then Xg = X¢ = 0 while X, = 1;

thus, only two distinct roots exist, and they should satisty,
OéA>¢A>QB>¢B=¢C:¢D>O[D>04E=1 (A.16)

where ¢p = ¢ is enforced because Xg = 0. In Egs. (A.14)) and (A.15), Xo = 1 enforces
¢a > ap > ¢p while Xg = 0 and X¢ = 0 lead to redundant constraints (i.e., ¢p > «,

¢c < aand ¢c > a, ¢op < @). Note that root ¢¢, which is identical with ¢p and ¢p, is

constrained by Eq. (A.15) on ¢p (i.e., ap > ¢p) and by Eq. (A.7)) on ¢p (i.e., ¢p > ap).

A.4 Extension of Column Model with Only Active
Roots for Non-Sharp Splits'?

We introduce an extension of the column model with only active roots to consider non-

sharp splits using constraints inspired from the Fenske equation [27].

A.4.1 Practical Feasibility of Non-sharp Splits

In the Underwood equations, we assume that the column has an infinite number of trays
and is operated at minimum vapor flow rates for the specified recoveries of the keys. We
refer to the design (i.e., vapor flow rates and the number of trays (equilibrium stages))
obtained from the Underwood equations for the specific keys and their recoveries as the
theoretical design. Note that there can be multiple theoretical designs with different key

selections to achieve a separation task. As the recoveries of LLKs/HHKSs increase with

12The contents of this section appear in Ryu and Maravelias, AIChE .J. 2020
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more trays, we can assume that they are perfectly recovered in the theoretical design,
which can significantly simplify the calculation of component distributions. We refer to
this assumption as the perfect recovery assumption.

However, a distillation column is typically designed with vapor flow rates between
1.1 and 1.5 times the minimum flow rates and a (finite) number of trays between 3 and
5 times the minimum number of trays, calculated by the Fenske equation [27] based on
the recoveries of the key components [56]. Accordingly, we refer to the design with 1.1
~ 1.5 times the minimum vapor flow rates and 3 ~ 5 times the minimum number of
trays based on the theoretical design as the practical design. Note that the theoretical
and practical designs should achieve the same recoveries of the key components.

It is desirable that the component distributions in the theoretical design can be
closely achieved in the corresponding practical design. If the component distributions
in the theoretical design are vastly different from those in the corresponding practical
design, then the desired separation task may not be achieved in practice. Henceforth, a
theoretical design is termed practically feasible if the predicted component distributions
can be closely achieved in the corresponding practical design. Conversely, a theoretical
design is termed practically infeasible if its corresponding practical design results in sig-
nificantly different component distributions. For non-sharp splits where the recoveries
of the keys are not high (e.g., < 0.8), perfect recoveries of non-distributed components
may not be achievable in the practical design. This is especially true when the relative
volatilities of the keys and those of the non-distributed components are close [56]. In this
case, other methods such as the Hengstebeck method [46] can be used to calculate com-

ponent distributions of LLKs/HHKSs instead of using the perfect recovery assumption.
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However, the incorporation of such methods adds considerable complexity (and nonlin-
earities). Instead, we propose an approach to select adequate keys and their recoveries
to safely use the perfect recovery assumption.

For example, if we need 60 % recovery of component B in the distillate stream and
99 % recovery of component C in the bottom stream for a ternary mixture feed with

I = {A,B,C}, there are two options as shown in Figure ; the first option is to

(A) A1l (B) A 0.8
B 0.6 B 0.6
C 0.01 C 0.01

A1l

B1 R =06 pg R =08

c1 RHK = 0.99 c1 RHK =0.99
A0 A 0.2
B 0.4 B 0.4
C 0.99 C 0.99

Figure A.1: Two options to recover 60 % of component B in the distillate stream and
99 % of component C in the bottom stream. The light/heavy key is shown as a bold
letter with over/under bar. RLE /R7E denotes the recovery of the light /heavy key; (A):
Component B/C is selected as the light /heavy key. Component A is perfectly recovered
in the distillate stream in the theoretical design, so the corresponding practical design
needs to achieve it; (B): A/C is selected as the light/heavy key. Component A can
be distributed into the distillate and bottom streams in the theoretical and practical

designs.

choose component B as the light key and C as the heavy key in the Underwood equa-
tions, resulting in the theoretical design with RFS = 0.6 and RZX = 0.99 (see Figure
[A.TJA). Also, component A (LLK) is perfectly recovered in the distillate stream. For

this theoretical design to be practically feasible, component A should be almost perfectly
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recovered in the distillate stream in the corresponding practical design. However, if the
relative volatility of component A (i.e., LLK) is very close to that of B (i.e., LK), the
perfect recovery of A may not be achievable in the corresponding practical design.

This can be addressed by changing the key selection from B/C to A/C in the Un-
derwood equations (see Figure [A.1B), which allows A to appear in the bottom stream
in the theoretical design and its corresponding practical design. Note that if there is no
component A in the feed (i.e., Fo = 0), it should not affect the practical feasibility of
the theoretical design.

Even though the recovery of component B in the distillate stream (Dg/Fg) is the
same in the two cases, the selection of the keys and their recoveries in the theoretical
designs are different depending on practical feasibility, which is affected by 1) the prox-
imity of the relative volatilities between the keys and non-distributed components and

2) the presence of components.

A.4.2 Practical Feasibility Constraints

To determine the practical feasibility of a theoretical design, we augment the Fenske
equation. Under the total reflux condition where all vapor stream from the top tray and
all liquid stream from the bottom tray are recycled back to the column, Fenske showed
that the logarithms of the recovery factors, defined as D;/B;, of all components are on

a straight line with respect to the logarithms of the relative volatilities,

D; .
lngzmlnaﬁ—b 1el (A.17)

where m /b denotes the slope/intercept of the line. If the recovery of the light key (RFK)

and that of the heavy key (RX) are specified, we can calculate the distributions of
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other components as follows,

Di _ vy, o [R7S/(1 - RO+ Inape In [RM/(1 — RM)]

1€l
Bi lIl (O-/LK/O-/HK)

In
(A.18)

where we refer to Eq. (|A.18) as the Fenske equation. The slope of the line, NMIV 'is the
minimum number of trays calculated in terms of the recoveries and relative volatilities

of the keys.

iy IRYS/(1— RE)] 4 In (RS /(1 — RHK)]

111 (aLK/aHK>

(A.19)

In Figure [A.2] three different component distributions with the same recoveries of the
keys are shown based on the work of Stupin and Lockhart [96]. The x-axis denotes
the logarithm of the relative volatility, and the y-axis denotes the logarithm of the
recovery factor. The blue curve represents component distributions in the theoretical
design. éLKJ“ is the Underwood root between the relative volatility of the light key
and that of the LLK adjacent to the light key (referred to as LLK1) while ¢#%~ is
the root between the relative volatility of the heavy key and that of the HHK adjacent
to the heavy key (referred to as HHK1). When the relative volatility of a component
approaches L5+ /GHE = the logarithm of its recovery factor becomes co/—o0. Since the
relative volatilities of LLKs/HHKSs are greater/less than LI+ / ®TE= they are perfectly
recovered in the distillate/bottom stream.

The red curve represents component distributions in a practical design based on the
theoretical design. The black line represents component distributions calculated by the
Fenske equation based on the recoveries of the keys. Notably, the recovery factor of a
LLK from the Fenske equation can be used as a lower bound on its recovery factor in

the practical design (DI /BESc < Diik/Buik). Also, the recovery factor of a HHK
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Figure A.2: (Blue/Red) Component distributions in theoretical/practical design;
(Black): Component distributions from the Fenske equation. Recovery factors calcu-
lated by the Fenske equation are denoted with superscript FS; (Orange/Green): Bound

for recovery factors of LLKs/HHKs.

from the Fenske equation can be used as an upper bound on its recovery factor in the
practical design (Difx/Bifik > Dunk/Bunk). Similar arguments have been used to
develop heuristic rules for non-sharp splits. [5, 17, 68]

Then, if we introduce a bound for the recovery factors of LLKs/HHKs calculated by
the Fenske equation, we can indirectly introduce a lower bound, k, on their recoveries
in the practical design. For example, in Figure , we introduce the bound (i.e.,
k/(1 — k), orange line) for the recovery factors of LLKs from the Fenske equation. Since

DES . /BEP, < Drixi/Buiki, if £/(1 — k) < D, /B, holds as shown in Figure
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[A.2] the following holds,

K DIITI:SKl Drixi _ (Drixi/Friki)
1 -k = Bffx; ~ Bux 1 — (Driki/Frixi)

(A.20)

which implies, in the practical design, that Dypki/FLiki > k. Similarly, we introduce
the bound (i.e., (1 — k)/k, green line) for the recovery factors of HHKs from the Fenske
equation. If (1 — k)/k > DfiSy,/Bhfik: holds as shown in Figure [A.2] the following

holds,

11—k S D S Dunki _ 1 — (Bunxk1/Funx1)

K Bk Brynki Bk / Frnki

(A.21)

which implies Bunki/Funk1 > k. Note that if these conditions are satisfied for LLK1
and HHK1, they are automatically satisfied for the components that are lighter than
LLK1 or heavier than HHK1. If Egs. (A.20) and hold with the parameter
sufficiently close to 1, the theoretical design is more likely to be practically feasible
because LLKs/HHKSs can be almost perfectly recovered in the practical design.

Based on these criteria, two inequalities are introduced, which lead to designs that

are more likely to be implementable in practice,

< (BFEE L 1)RLK 4 gLEK RHK | (3 YLK _yHK _y.

In ii i—m il i—m

1—x

l<i<n, i<ielL1<i—-m<i—1 (A.22)
n 2 I O R O DR — (3 = Y YY)

l<i<n,i<ielLi+1<i{+m<n (A.23)
R = In[RMF /(1 — RMY)) (A.24)

RPK = n [RFE /(1 — RTE)] (A.25)
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where the parameter y is used to relax the inequalities, and parameters 67/ = and
HHK
Qm-,’z-, Y are defined as follows,
In (o /v , . . .

QlLﬁf_m:M l<i<n,i<iel,L1<i—-m<i-1 (A.26)
Y In (Oéi/Oéi/)

guiix I (@im/0n) e <t pm<n (A.27)

1,01 +m ln (ai/ai/) 9 ) = = .

where detailed derivations can be found in the supporting information of the original
work [84]. In Eq. (A.22), components i and ¢’ denote candidates for the light and
heavy keys, respectively; while i — m denotes a LLK when 7 is selected as the light key
(1<i—m<i—1). When YK =YVHAK =Y, , =1, Eq. enforces the recovery
of component i —m (LLK) in the practical design to be higher than k; otherwise, it
becomes a redundant constraint. In Eq. , components ¢ and 7" denote the light
and heavy key candidates, while ¢’ + m denotes a HHK (i + 1 < ¢ +m < n). When
VIE =YK =Y, =1, Eq. enforces the recovery of component ¢ +m (HHK)
in the practical design to be higher than k.

Note that the parameter x can be adjusted; if x is closer to 1, the perfect recoveries of
LLKs/HHKs are more likely to be achieved in the practical design while the recoveries
of the keys are also more tightly constrained, leading to a smaller feasible space for
non-sharp splits. With the proposed approach, we can take the proximity of relative
volatilities into account instead of simply enforcing a fixed lower bound on the recoveries
of the keys (e.g., REE RLE > 51)

The recoveries of the light and heavy keys (RFE, REE) are constrained as follows,

D; = F,R* + DI+ _ DLE= e (A.28)

B, = F,RI1K L pHK+ _ BHK— ¢ (A.29)
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where dummy variables DXXT DEE= BHET - BHE= are introduced. Dummy variables

lA)iLKJr and ﬁfK ~ are deactivated if component ¢ is selected as the light key,

DI+ < P11 —VvHE) el (A.30)
D= < 6P(1—YHE) el (A.31)
while BZH K+ and BZH K= are deactivated when component i is selected as the heavy key.

BIE+ <581 —vHE) el (A.32)

BIE= <581 —vHE) el (A.33)

When deactivated, D; = F,R"S and B; = F;R"K are enforced in Egs. and
, respectively; if component ¢ is not selected as the light key, ﬁfKJr and ﬁZLK B
can be positive, relaxing the equality between D; and F;R“¥. Similarly, if component
1 is not selected as the heavy key, BlHKJF and BZHK ~ can be positive, so the equality

between B; and F;RHX is relaxed.
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Appendix B

Chapter 3 Appendix!?

B.1 Distillation Column Model

In the column model [84], the set of intervals between postulated components is defined
for each mixture node as I}Q}C ={i € I\z]Lk <i< zﬁ, — 1}, where interval i denotes the
interval between components 7 and ¢+ 1. Then, the Underwood root (¢;ji) is defined for
each interval (¢ > @i114%). For example, if node (1,1) has IS, = {A, B, C, D}, there
are three intervals, I, = {A, B, C}, with three Underwood roots (éa11 > ¢p11 > ¢ci1).

The Underwood roots satisfy the following,
— O V1 - V2 i eI, (j.k) e NPM (B.1)
el Q; — ¢i'jk

The roots are constrained between the relative volatilities of the light and heavy keys,

> a VK < < VK i e I, (j, k) € NPM (B.2)

ijk
i€l i€l
to calculate only active roots which are required to calculate the minimum vapor flow

rates. Binary variable Z;;;, denotes whether component ¢ is a distributed component.

Also, the correct number of distinct active roots is enforced by Xi]}k € {0, 1} as follows,
EXiI;k < Giji — Pir1je < (@ — Q)ng (&S I?;CD (B.3)

X5 =Y wZiv g i€ LY, (j,k) e NPV (B.4)

13The contents of this chapter appear in Ryu and Maravelias, Chem. Eng. Sci. 2021
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where set Ii {i € IJif;, <i < if}, — 2} denotes intervals between the Underwood
roots; € denotes a lower bound on the absolute difference between adjacent roots; @/« is
the lowest /highest relative volatility (i.e., @ = as, a = 1). If component ¢ + 1 is present
and distributed, ng = 1 is enforced by Eq , and @;j; — ¢it1,jx > € is enforced by
Eq ;if ijk 0, ¢ijk — ¢it1,5% = 0 is enforced by Eq. ‘} Also, valid constraints

for the roots are introduced as follows,

Gije = (i1 + 0) X[ + (1 — X[5,) i € LY, (j, k) € NPV (B.5)

Girip < (a1 — o) X[ +a(l — X[5) i e LY, (j, k) e NPV (B.6)

where ¢ is a small number (1072 ~ 107*) and a/a@ denotes a lower/upper bound on
relative volatilities (e.g., @« = 1/@ = @ can be set). For example, consider node (1,1)
with IY, = {A,B,C,D} and Ygy; = 0. Then, if component A/D is selected as the
light/heavy key (i.e., Y = 1 and i = 1), components B and C are distributed
(ie., Zgn = 1 and Zcyy = 1). By Eq (B.4), X, =1 and X, = 0 are enforced, so
da11 — P11 > € and @11 — @11 = 0 are enforced by Eq . Then, Egs. and
enforce ¢p11 > ap and ¢g1; < ag, constraining the roots as ax > ¢a1; > ag >

¢B11 = ¢c11 > 1.

The vapor flow rates are constrained as follows,

iDij :
aa—q;k < V1 i € I8, (j, k) € NPM (B.7)
i — Wik
—; By :
TPk V2 i e L, (j,k) e NPV (B.8)
Q= ¢i/jk~

where inequalities are used because some columns can be operated above its minimum
vapor flow rates due to thermal coupling [12]. Although not necessary, minimum recov-

eries of key components (%kK /yﬁf for the light/heavy key) can be imposed for each
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column.
Dy > kaKng - 5k(1 - }QJL,f) ie1,(j, k) e NPM (B.9)
Bijk = Vi Foe — (. (1= Y5 i€l (j,k) € NPM (B.10)

B.2 Light and Heavy Key Candidates

There are two types of separation tasks depending on whether there are distributed
components or not. First, let’s consider a separation task with distributed components.
For example, in Figure , top arc from node (1,1) (IS, = {A, B, C, D, E}) to node (1,3)
(IS, = {A,B,C}) and the bottom arc from node (1,1) to node (3,3) (I; = {C,D,E})
are active. Thus, in column (1,1), component B/D can be the light /heavy key while C
is distributed. However, if B is not present in the source (i.e., Yg = 0), then it cannot
be chosen as the light key due to Eq. . In this case, the next heaviest component,
which is A, should be chosen as the light key. On the other hand, if Yp = 0, D cannot
be chosen as the heavy key due to Eq. , so the next lightest component, which is
E, should be selected as the heavy key. Thus, depending on components present in the
source, the light /heavy key for one separation task can change. For the separation task
defined by an active top arc (j,k, 5, k') € AJT/,CS and an active bottom arc (j, k, j”, k") €

A?ks, the set of light/heavy key candidates (I‘];/I]j/j//k// / I%f/jnku) can be defined as follows,
Ll = {1 € Xiky, <i <ibp =1} (5K, 7" K") € {(5 K, 7" K" if < il
(B.11)

D ={i €Xill, + 1 <i <} (5K, 7" K" € {5 K, " K" iT < ill}

(B.12)
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where %, < if};, denotes there are distributed components. However, if there is no
distributed component (i.e., if,,k,, > iﬁk,), the light /heavy key selection is simpler. For
example, in Figure , top arc from node (1,1) to node (1,4) (IY, = {A,B}) and
bottom arc from node (1,1) to node (3,3) (I; = {C,D,E}) are active, so component
B/C can be selected as the light/heavy key because the activation of nodes (1,4) and
(3,3) implies Y = 1 and Y¢ = 1, respectively, by Eq. (3.17). Thus, when there is no

distributed component, the light /heavy key can be uniquely identified as follows,

L ={i € Xli =i} G K"K € {( K, 5" K" it > i} (B.13)

U ={ielli=ilu} (KK e{( K 3" )il > i} (B.14)
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Figure B.1: Light and heavy key candidates when active top and bottom arcs are given.

Light/heavy keys are represented in green/red while distributed components are repre-

sented in blue; (A): When there are distributed components between the distillate and

bottom streams. The light/heavy key is determined depending on whether component

B/D is present in the source. (B): When there is no distributed component. Component

B is present in the source, which is implied by the activation of node (1,4). Similarly,

component C is present, which is implied by the activation of node (3,3). Thus, the

light /heavy key is determined as B/C regardless of the presence of other components.
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Appendix C

Chapter 4 Appendix!?

C.1 Distillation Network Model

We define ordered set I = {A, B, ...} to denote components in the system in decreasing
order of volatility. Sets S™ and S°UT are defined to denote inlets and outlets, respec-
tively. An inlet stream can be sent to columns and/or outlets,
Y EIY+ Y E= s e SN (C.1)
lEL s/eSOUT
where E{ and Egg, denote the split fractions of inlet stream s to column [ and outlet s,
respectively. When the inlet stream is sent to column [/, then the corresponding binary
variable YSIZC is set to 1. Similarly, when the inlet stream is sent to an outlet s’, then

the corresponding binary variable YSIS is set to 1.

SIVIE < B¢ <v]T seSN el (C.2)
sV < EI9 <Y/ s e SN ¢ e 8ot (C.3)
Parameter QJIZC / égg, denotes the lower bound on the split fraction when the connection

is selected. Binary variable Y; is introduced to denote whether column [ is selected or

not. When the column is not selected (i.e., ¥; = 0), the corresponding feed stream is

4The contents of this chapter appear in Ryu and Maravelias, AICRE J. 2022
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deactivated,
6., < F,<6.Y, iellelL (C.4)

where parameters ¢, ; and Slﬂ- denote the lower and upper bounds, respectively, on the
component molar flow rate of the feed stream. The distillate/bottom stream can be sent

to other columns or outlets,

B+ Y B = leL (C.5)

Vel §/€SOUT
B+ > EfY= leL (C.6)
Vel §/cSOUT

where Eﬁ,c and EZBI,C denote the split fractions of the distillate and bottom streams,
respectively, to column [’; El?so and E 7 denote the split fractions of the distillate and

bottom stream, respectively, to outlet k. These split fractions are also constrained by

the corresponding binary variables (Yl?CaYz?C,YlB;O, and YZEP).

S Y < BN <YEC I e L (C.7)
Sy RY < ERF <Yhe I, eL (C.8)
§oOVEe < EPO <P leL,s € SOUT (C.9)
SOYRe < BN <Y RP leL,s €8t (C.10)

Material balances for column feed streams and network outlet streams are as follows,

Z s,l,z+ZDl’lz Brr;) = Fi leLiel (C.11)

seSIN I’eL
10 our / ouT -
ZFSSZ+ZDISZ lS’L) Fs’,i SGS JZGI (C12>

scSIN leL
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Flf. = EIYFIY seS™NileLiel (C.13)
FI9, =EIFY se SN s eSO el (C.14)
Diy, =Eh Dy, LU eLiel (C.15)
Bl = EfY B, LI eLicl (C.16)
DPY; = EPY Dy leL,s eSO iel (C.17)
BEY, = EP? By, leL,s €S iel (C.18)

where FI¢./FI19 = denotes the molar flow rate of the inlet stream to the column/outlet;

y !
ENR) 8,8,

Dﬁ ZCZ / Bl,Bfi denotes the molar flow rate of the distillate/bottom stream to other columns;

Dﬂ% / Bﬁ% denotes the molar flow rate of the distillate/bottom stream to outlets; and

F ﬁv F S(,)’ UT denotes the component molar flow rate of the inlet/outlet stream. Specifi-

cations for purities (pf ;) and recoveries (pfi ;) can be imposed on outlet streams,

ouT P ouT ouT P ouT ouT . S
FS’,’L’ Z ps/,’i Z Fs’,i’ or Fs’,i S pslﬂ' Z Fsl,il S/ € S , 1 - Is/ (C19>

el el
ouT R § IN ouT R E IN ! ouT . S
FS’,i Z ps’,i Fs,i’ or FS’,i S ps',i FS,’Z S € S , 1€ IS’ (CZO)
seSIN seStN

where If, denotes the set of components with specifications for the outlet stream associ-
ated with outlet s’. We also introduce constraints to limit the complexity of the optimal

solution. First, we do not allow recycle within the distillation network.

VIO +YiY =0 1>10,1,I'eL (C.21)
VIO + Yo =0 I>0,1,I'eL (C.22)

Also, we only allow the connection between columns either through the distillate stream

or through the bottom stream.

VIC+Yhe <1 Il € L (C.23)
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C.2 Reactor Network Model

We define set R to denote reactors. The reactor inlet (FT]?Z»’IN) consists of the initial feed

(™) and the recycle stream (FSYT) from the distillation network,

PN =ity N~ FOUT reRyiel (C.24)
s'€SOUT
where the set S? UT consists of outlet streams assigned for the recycle stream to reactor

r. Each reactor has a fixed conversion (7,) based on the limiting reactant (i%),

FYN 4, m, PRI = pROUT reRicl (C.25)

ri=ik —

where Fﬁ’OUT denotes the component molar flow rate of the reactor outlet; and v, ;
denotes the stoichiometry. The cost of a reactor is proportional to its total inlet molar
flow rate,
= pf > R reR (C.26)
i€l

where pft denotes the annualized cost parameter for the reactor.
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D.1 Projection of Stream Data onto Temperature

Grid

Similar to the hot stream inlet temperature projection, the rest of the temperature

ranges are projected onto the grid. Hot stream outlet temperature range is projected by

identical algorithm as that for the inlet temperature range. Information of cold stream

is projected onto the cold stream temperature grid instead with the same algorithm.

D.1.1

¢

¢

Hot Stream Outlet Preprocessing

H,OUT,UP
s,k

H,0UT,LO __

s,k

;

7OUT,UP I

if k = argmin,, | T} — T

HH OUT,UP
st. T > T

0 otherwise
\

TOUT,LO H

if k = argmin,, || T — T

~H OUT,LO
st. 1y, <Tj

0 otherwise

seS keK (D.1)

se€S keK (D.2)

15The contents of this chapter appear in Ryu and Maravelias, Ind. Eng. Chem. Res. 2019
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D.1.2 Cold Stream Inlet Preprocessing
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D.1.3 Cold Stream Outlet Preprocessing
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Figure D.1: Potential error in linearized area calculation in boundary intervals
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D.2 Error in Linear Approximation of Heat Exchanger

Area

The linear approximation of the area can over/underestimate the heat exchanger area
at the start /end (boundary intervals) of the heat exchanger. Since we only have discrete
temperatures on the grid, we cannot consider exact start/end temperature of the heat
exchanger for the area calculation if that heat exchanger starts/ends in the middle
of the temperature interval. In this case, driving force for that interval can be either
over/underestimated so that numerical error can occur as Figure . For fully spanned
intervals, the linear approximation overestimates the area compared to method using
log-mean temperature. With 20 K intervals, up to 4.4 % overestimation is observed
compared to the log-mean temperature method. However, with 5 ~ 10 degree intervals,

error is small enough (0.004 % ~ 1.143 %).



Table D.1: Approximation error of area calculation

Moderate High Low

Hot 420 K — 400K 620 K — 600 K 420 K — 400 K

Cold 290 K — 330 K 290 K — 330 K 350 K — 390 K
Size of interval (K) | Area (m?) Error (%) | Area (m?) | Error (%) | Area (m?) | Error (%)
20 0.40404 0.67250 0.13348 0.07415 1.06667 4.40614
10 0.40202 0.16914 0.13341 0.01855 1.03333 1.14345
5 0.40151 0.04235 0.13339 0.00464 1.02460 0.28894
1 0.40135 0.00170 0.13338 0.00019 1.02180 0.01160
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