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Figure A4. Distribution of (a) temperature T(x), (b,c) flux density of thermal energy jg i, (x), (d) voltage U(x)
and (e,f) flux density of electrical charge jq(x) in module 3 with zT-optimized geometry.

Figure A5. Distribution of (a) temperature T(x), (b,c) flux density of thermal energy jg ¢, (¥), (d) voltage U(x)
and (e,f) flux density of electrical charge jq(x) in module 3 with geometry for matching Igsc.

Figure A6. Distribution of (a) temperature T(x), (b,c) flux density of thermal energy jg ¢, (¥), (d) voltage U(x)
and (e,f) flux density of electrical charge jq(x) in module 3 with power-optimized geometry.
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Abstract: We derive time evolution equations, namely the Schrédinger-like equations and the
Klein-Gordon equations for coherent fields and the Kadanoff-Baym (KB) equations for quantum
fluctuations, in quantum electrodynamics (QED) with electric dipoles in 2 + 1 dimensions. Next
we introduce a kinetic entropy current based on the KB equations in the first order of the gradient
expansion. We show the H-theorem for the leading-order self-energy in the coupling expansion (the
Hartree-Fock approximation). We show conserved energy in the spatially homogeneous systems
in the time evolution. We derive aspects of the super-radiance and the equilibration in our single
Lagrangian. Our analysis can be applied to quantum brain dynamics, that is QED, with water electric
dipoles. The total energy consumption to maintain super-radiant states in microtubules seems to be
within the energy consumption to maintain the ordered systems in a brain.

Keywords: non-equilibrium quantum field theory; quantum brain dynamics; Kadanoff-Baym
equation; entropy; super-radiance

1. Introduction

Numerous attempts to understand memory in a brain have been made over one hundred years
starting at the end of 19th century. Nevertheless, the concrete mechanism of memory still remains an
open question in conventional neuroscience [1-3]. Conventional neuroscience is based on classical
mechanics with neurons connected by synapses. However, we still cannot answer how limited
connections between neurons describe mass excitations in a brain in classical neuron doctrine.

Quantum field theory (QFT) of the brain or quantum brain dynamics (QBD), is one of the
hypotheses expected to describe the mechanism of memory in the brain [4-6]. Experimentally, several
properties of memory, namely the diversity, the long-term but imperfect stability and nonlocality
(Memory is diffused and non-localized in several domains in a brain. It does not disappear due to
the destruction in a particular local domain. The term ‘nonlocality” does not indicate nonlocality in
entanglement in quantum mechanics.), are suggested in [7-9]. The QBD can describe these properties
by adopting infinitely physically or unitarily inequivalent vacua in QFT, distinguished from quantum
mechanics which cannot describe unitarily inequivalence. Unitarily inequivalence represents the
emergence of the diversity of phases and allows the possibility of spontaneous symmetry breaking
(SSB) [10-13]. The vacua or the ground states appearing in SSB describe the stability of the states.
Furthermore, the QFT can describe both microscopic degrees of freedom and macroscopic matter [10].
To describe stored information, we can adopt the macroscopic ordered states in QFT with SSB involving
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long-range correlation via Nambu-Goldstone (NG) quanta. In 1967, Ricciardi and Umezawa proposed
a quantum field theoretical approach to describe memory in a brain [14]. They adopted the SSB with
long-range correlations mediated by NG quanta in QFT. Stuart et al. developed QBD by assuming
a brain as a mixed system of classical neurons and quantum degrees of freedom, namely corticons
and exchange bosons [15,16]. The vacua appearing in SSB, the macroscopic order, are interpreted as
the memory storage in QBD. The finite number of excitations of NG modes represents the memory
retrieval. Around the same time, Frohlich proposed the application of a theory of electric dipoles to
the study of biological systems [17-22]. He suggested a theory of the emergence of a giant dipole in
open systems with breakdown of rotational symmetry of dipoles where dipoles are aligned in the
same direction (the ordered states with coherent wave propagation of dipole oscillation in the Frohrich
condensate). In 1976, Davydov and Kislukha studied a theory of solitary wave propagation in protein
chains, called the Davydov soliton [23]. It is found that the theory by Frohlich and that by Davydov
represent static and dynamical properties in the nonlinear Schodinger equation with an equivalent
quantum Hamiltonian, respectively [24]. In the 1980s, Del Giudice et al. applied a theory of water
electric dipoles to biological systems [25-28]. In particular, the derivation of laser-like behavior is a
suggestive study. In the 1990s, Jibu and Yasue gave a concrete picture of corticons and exchange bosons,
namely water electric dipole fields and photon fields [4,29-32]. The QBD is nothing but quantum
electrodynamics (QED) with water electric dipole fields. When electric dipoles are aligned in the
same directions coherently, the polaritons, NG bosons in SSB of rotational symmetry, emerge. The
dynamical order in the vacua in SSB is maintained by long-range correlation of the massless NG bosons.
In QED, the NG bosons are absorbed by photons and then photons acquire mass due to the Higgs
mechanism and can stay in coherent domains. The massive photons are called evanescent photons.
The size of a coherent domain is in the order of 50 um. Furthermore, two quantum mechanisms
of information transfer and integration among coherent domains are suggested. The first one is to
use the super-radiance and the self-induced transparency via microtubules connecting two coherent
domains [31]. Super-radiance is the phenomenon indicating coherent photon emission with correlation
among not only photons but also atoms (or dipoles) [33-37]. The atoms (or dipoles) cooperatively decay
in a short time interval due to correlation; coherent photons with intensity proportional to the square
of the number of atoms (or dipoles) are emitted. The pulse wave photons in super-radiance propagate
through microtubules without decay. Then the self-induced transparency appears, since microtubules
are perfectly transparent in the propagation. The second one is to use the quantum tunneling effect
among coherent domains surrounded by incoherent domains [32]. The effect is essentially equivalent
to the Josephson effect between two superconducting domains separated by a normal domain. Del
Giudice et al. studied this effect in biological systems [28]. In 1995, Vitiello has shown that a huge
memory capacity can be realized by regarding a brain as an open dissipative system and doubling the
degrees of freedom with mathematical techniques in thermo-field dynamics [38]. In dissipative model
of a brain, each memory state evolves in classical deterministic trajectory like a chaos [39]. The overlap
among distinct memory states is zero at any time in the infinite volume limit. However, finite volume
effects allow states to overlap one another, which might represent association of memories [6]. In 2003,
exclusion zone (EZ) water was discovered experimentally [40]. The properties of EZ water correspond
to those of coherent water [41].

However, we have never seen the dynamical memory formations based on QBD at the
physiological temperature in the presence of thermal effects written by quantum fluctuations. Hence,
there are still criticisms related with the decoherence phenomena (We should use the mass of polaritons
in estimating the critical temperature of ordered states, not that of water molecules themselves.)in
memory formations in QBD [42]. So, we need to derive time evolution equations of coherent
fields and quantum fluctuations and show numerical simulations of memory formation processes in
non-equilibrium situations to check whether or not memory in QBD is robust against thermal effects.
Futhermore, in 2012 Craddock et al. suggested the mechanism of memory coding in microtubules with
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phosphorylation by Ca?* calmodulin kinase II [43]. It will be an interesting topic to investigate how
water electric dipoles and evanescent photons are affected by phosphorylated microtubules.

The aim of this paper is to derive time evolution equations, namely the Schrédinger-like equations
for coherent dipole fields, the Klein-Gordon equations for coherent photon fields, the Kadanoff-Baym
equations for quantum fluctuations [44—46], with the two-particle-irreducible effective action technique
with Keldysh formalism [47-51]. We derive both the equilibration for quantum fluctuations and the
super-radiance for background coherent fields from the single Lagrangian in quantum electrodynamics
(QED) with electric dipole fields. We arrive at the Maxwell-Bloch equations for the super-radiance by
starting with QED with electric dipole fields in 2 +- 1 dimensions. When we consider electric fields in
super-radiance, we only need two spatial dimensions, one axis for the amplitude and another axis
for the propagation. Hence we have discussed the case in 2 4- 1 dimensions in this paper. By using
our equations for super-radiance in this paper, we can describe information transfer via microtubules.
Then, microtubule-associated proteins can make an important contribution to information transfer
with interconnections among microtubules. We also derive the Higgs mechanism and the tachyonic
instability for coherent fields in the Klein-Gordon equation for coherent electric fields. In two energy
level approximation for electric dipole fields, namely with the ground state and the first excited states,
the Higgs mechanism appears in normal population in which the probability amplitude in the ground
state is larger than that in the first excited states. The penetrating length in the Meissner effect due to the
Higgs mechanism is 6.3 pum derived by using coefficients in 2 4- 1 dimensions and the number density
of liquid water molecules in 3 + 1 dimensions. On the other hand, the tachyonic instability appears
in inverted population in which the probability amplitudes in the first excited states are larger than
that in the ground state. Then the electric field increases exponentially while the system is in inverted
population. The increase stops at times when normal population is realized. Our analysis also contains
the dynamics of quantum fluctuations in non-equilibrium cases. We also derive the Kadanoff-Baym
equations for quantum fluctuations with the leading-order self-energy in the coupling expansion. The
Kadanoff-Baym equations describe the entropy producing dynamics during equilibration as shown in
the proof of the H-theorem. Entropy production stops when the Bose-Einstein distribution is realized.
By combining time evolution equations (the Klein-Gordon equations for coherent electric fields and
the Schrodinger-like equations for coherent electric dipole fields) and the Kadanoff-Baym equations
for quantum fluctuations, we can describe the dynamical behavior of dipoles with thermal effects
written by quantum fluctuations. Our analysis will be applied to memory formation processes in
QBD. In particular, by extending our method to the case in open systems (networks), we can also
trace dynamical memory recalling processes with excitations of particles in coherent domains via
quantum tunneling processes, which are described by the Kadanoff-Baym equations. We can perform
the simulations of the dynamical recalling processes in QBD with our equations to understand our
thinking processes.

This paper is organized as follows. In Section 2, we introduce the two-particle-irreducible
effective action in the closed-time path contour to describe non-equilibrium phenomena and derive
time evolution equations. In Section 3, we introduce a kinetic entropy current in the first order of
the gradient expansion, and show the H-theorem in the leading-order approximation of the coupling
expansion. In Section 4, we show the time evolution equations, the conserved total energy and the
potential energy in spatially homogeneous systems in an isolated system. In Section 5, we derive
the super-radiance by analyzing the time evolution equations for coherent fields. In Section 6, we
discuss our results. In Section 7, we provide the concluding remarks. In the Appendix A, we show
how quantum fluctuations appear as additional terms in the Klein-Gordon equations. In this paper,
the labels i, j = 1 and 2 represent x and y directions in space, the labels a, b, c,d = 1,2 represent two
contours in the closed-time path, the labels &« = —1,1 represent the angular momentum of electric
dipoles. The speed of light, the Planck constant divided by 27t and the Boltzmann constant are set to
be 1 in this paper. We adopt the metric tensor ¥ = diag(1, —1, —1) with y,v =0,1,2.
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2. The Two-Particle-Irreducible Effective Action and Time Evolution Equations

We begin with the following Lagrangian density to describe quantum electrodynamics (QED)
with electric dipoles in 2 4- 1 dimensions in the background field method [52-55],

B 1 . (a"a;,)2
L[¥*(x,0),¥(x,0),A(x),a(x)] = _ZFM [A—i—a]F},,/[A—Q—a]— o
1
+ / 60| —‘I’—&-—‘I’*VZ‘I’
1‘Ifa\lf 2ed, Y u'¥FO A 1
+ 202 e [A+a]l, @

where A is the background coherent photon fields, a is the quantum fluctuations of photon fields,
FHV[A] = ot AV — 9V A is the field strength, the a; is a gauge fixing parameter, the m is the mass of
a dipole, the I is the moment of inertia, u = (cos 6,sin 0) is the direction of dipoles and 2ed, is the
absolute value of dipole vector. The variable 6 represents the degrees of freedom of rotation of dipoles
in 2 4+ 1 dimensions. The dipole-photon interaction term —2ed,¥*u’¥F%[A + a] has the similar form
to that in [27]. We shall expand the electric dipole fields ¥ and ¥* by the angular momentum and
consider only the ground state and the first excited states in energy-levels. Then we can write them as,

Y(x,0) = \/%(‘/’o(x)+¢1(x)ei9+¢fl(x)eii9)’
P0) = o (H00)+hie +yti (7)), @

in 2 4 1 dimensions. (In 3 + 1 dimensions, we might expand ¥ and ¥* by spherical harmonics.) We
can rewrite the terms in the above Lagrangian as,

. .0 v 0 .. 0 L9
[ 0 (0 0)iz 5 w0 = izt Yz iz ©
L g 1, X )
/ a5 ¥V = [tPoV?tPo+¢1V?¢1+¢_lv$¢_l], @
. 1., .

/dezl‘y ﬁq} = 77 (P11 + 97 p] . 5)

We also write the dipole-photon interaction term with electric fields FO = _E; by,

[ doneageuive; = ed. [a0[(y—iE2)¥ Y 4 (B + B e 0]

= ed [(Er —iE2) (Yo -1+ ¥io) + (E1 +iE2) (W51 + 92 190)], (6

with the direction of dipoles u’ = (cos 6, sin8).

Next, we show two-particle-irreducible (2PI) effective action [47-49] for electric dipole fields and
photon fields. Starting with the above Lagrangian density, we write the generating functional with the
gauge fixing condition for quantum fluctuation,

gauge fixing :a® =0, (7)
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and perform the Legendre transformations. Then we arrive at,
Dopt[A, ', §*] = /dd“x - lFVV[AH]F [A +a] +ilp*i¢o+ Yy znp*iq‘z
T c 4 [ 09x0 e P *9xg "

+— <1P0V21P0+ ) %V%) 2 L Vi

a=-1,1 -11

tede ) [(Ei+inEp) (¢S¢N+¢*a¢’0)}:|

a=-1,1

I;(A, D)
T2 ®

+TrinA™ +iTrA; A + STrin D! + 2 TeD; 'D +

where the C represents the Keldysh contour [50,51] shown in Figure 1, the spatial dimension d = 2, the
bar represents the expectation value (-) with the density matrix. The 3 x 3 matrix iA; L(x,y) is defined
as follows,

2L
inNTY(x, = __ Jx=
o ) = S|
. v? .
1%—&-%—% edE(El—i-zI;Jz) 0
= | ede(Er—iEy)  isky+ ok ede(El +iE) |6 (x—y), ©)
. ) . v?
0 edo(Ey —iEp) isdy + 5t — &
for —1,0and 1, and the iD;, ](x, ) is written by,
&2 [
iD7L(x, = _— Jx=
i 0,1](x y) 511’(x)(5a1(y)
= =520 (x—y), (10)

where i and j run over spatial components 1, - - -,d = 2in 2 4+ 1 dimensions. The 3 x 3 matrix A(x, y) is,

A1 a(xy) A(xy) A_n(xy)
Alxy) = Bo-1(xy)  Doo(xy)  Do(xy) |, (11)
Ara(xy)  Molvy)  Au(xy)

where A_19(x,y) = (Tedp—_1(x)oy;(y)) with time-ordered product T¢ in the closed-time path contour.
The Green’s function of dipole fields A_19(x,y) is also written by the 2 x 2 matrix A%, (x,y) with
a,b = 1,2 in the contour. The Green'’s function for photon fields D,-j(x, ) represents,

Dij(x,y) = (Teai(x)a;(y)).- (12)
t
0 1
° Y
J
to o
2

Figure 1. Closed-time path contour C. The label “1” represents the path from f( to co and the label “2”
represents the path from oo to fg.

113



Entropy 2019, 21, 1066

Finally we write time evolution equations for coherent fields and quantum fluctuations. The 2PI
effective action satisfies the following equations,

6lopp _
A =0 4
=0
6Iopp _
oD =0 o
=0
6Iopr _ 0Tpy _
5@l = oar| =Y 19
=0 a=0
T
M = (16)
P304 la=o

due to the Legendre transformation of the generating functional. Equation (13) is written by,

iAgt —iATl —iZ =0, 17)
withiL = -1 %. The matrix of self-energy X can be written by diagonal elements,
L = diag(X-1-1,Zoo, Z11), (18)

since we can neglect the off-diagonal elements which are higher order of the coupling expansion.
Equation (17) represents the Kadanoff-Baym equations for electric dipole fields in the two-energy-level
approximation in 2 + 1 dimensions. Similarly, the Kadanoff-Baym equation for photon fields in
Equation (14) is written by,

iDy! —iD ! —ill=0, (19)
with {11 = 7%. Equation (15) is given by,
9"Fi = Ji, (20)
with,
a T e T Tk
M) = —edesTs T (Bonlxx) + Awo(xx) + PoOPLE) + fu()F (), 1)
a=-1,1
a o Ty Tk T T2k
R = —edess 3o~ in(Boa(xx) — Bao(x,x) + o (x)Fi(x) — Pu()F (). (@2)
a=-—1,1
Equation (20) represents the Klein-Gordon equations for spatial dimensions i = 1 and 2.
Equation (16) is written by,
z‘iJrv—l2 Jo+ Y edo(Ey+inEx)fn = 0 (23)
9x0 om o P e\ L1 )Py = a
9 VE o1 o
<lax0+ o 21> Yo tede(Er —inE2)go = 0, 24)
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and their complex conjugates. They are Schrodinger-like equations for coherent dipole fields.
Equations (23) and (24) and their complex conjugates give the following probability conservation,

0 [ -y~ . 1 e = o - e - -
a0 <¢S¢o+ D wa) + 5 Vi (#’SvilﬁolPoVﬂ/JSJr L (w;%ww%wz:)) =0. (25)
a=-—1,1 a=-1,1
We shall define Jy(x) as,

9

hix) = —elegg ¥ (B0n (x,2) + Bao (%) + Fol(x)P (%) + ()65 (%) )
ey~ in(B0a(,2) — Auol 1) + (D (¥) ~ FelDF ). @6)

Then since we can use dgJp — V;J; = 0 withi = 1,2,

doJo = ViJ; = —9'0"F,; = 0"0"F,, — 0'0"F,; = 3°0"F,p,
or, 3"F,0 = Jo, (27)

where the time dependent term in the time integral might be interpreted as an initial charge, but
it is set to be zero. This equation represents the Poisson equation for scalar potential A? given by
V2AY = V - u with the vector of dipole moments — on the right-hand side in Equation (26). (Since
the Fourier transformed A°(q) is written by A%(q) o« (q'fi;)/ q? with p; = fi;0(x), the electric field
Ej=-V jAO(r) is proportional to jq eiq'rqlgi;ﬁj. If we can also apply the analysis in this section to the
case in 3 4 1 dimensions, we find E; « 9 /-E),-%. Then we obtain dipole-dipole interaction potential
—fE; ~ [% — W] in 3 + 1 dimensions.)

3. Kinetic Entropy Current in the Kadanoff-Baym Equations and the H-Theorem

In this section, we derive a kinetic entropy current from the Kadanoff-Baym equations with
first order approximation of the gradient expansion and show the H-theorem for the leading-order
approximations in the coupling expansion based on [56-58]. The analysis in this section is similar to
that in open systems (the central region connected to the left and the right region) [59]. Since (—1,1)
and (1, —1) components in iA; !(x,y) in Equation (9) are zero, the same procedures to rewrite the
Kadanoff-Baym equations as those in open systems [59-63] can be adopted. We set ty — —co.

First, we shall write the Kadanoff-Baym equations in Equation (17) for each components. By
multiplying the matrix A from the right in Equation (17) and taking the (0,0) component, we can write
it as,

i (A58 — Zo0 ) Boo + Y ede(Er-+ i) = ite(x =), 28)
a=-1,

2
where the (0,0) component of the matrix Ay ! represents iAy, éo(x,y) = (i % + 2%) dc(x —y). By
taking («,0) component, we can write it as,
i(Agay — Zaa)Dao + ede(Ey — inE2) Agy = 0. (29)

It is convenient to introduce the Green’s functions Ag aq as,

AL = iATL — i (30)

QX0 0,00
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Then by using Equations (29) and (30), we can write Ay as,

_ed,

[ droigaa () (Ex () = inEa(w)) oo (0, ). (31)

Ago(x,y) =

Equation (31) means the propagation from y to x with zero angular momentum, change of angular
momentum at w and the propagation from w to x with angular momentum a = 1. By using
Equation (31), we can rewrite Equation (28) as,

i [ (g, ) = ool ) Boo (w0, )

+i 721 1(ecle)2 /C dw(Eq(x) 4 ianEx(x))Agan(x, w) (E1(w) — inEx(w))Ago(w,y) = idc(x —y). (32)

The second term on the left-hand side in Equation (32) represents the propagation from y to
w with zero angular momentum, the change of the angular momentum to « = +1 at w due to the
coherent electric fields, the propagation from w to x and the change of the angular momentum from
a = +1 to zero due to the coherent electric fields. In a similar way to ¢* theory in open systems [59],
we can derive,

i /C dwhoo (x,w) (B (w0, ) — Zoo(w, )

+i v,zl1(ed€)2/cde00(x'w)(El(w) +iaEy (w)) Aga(w,y) (E1 (y) — inEa(y)) = ide(x —y),  (33)

where we have used,
Ao(x,y) = —% /C dwioo (x, w) (ede) (Ex () + i Ex (1)) Ag aa (0, ). (34)
The («, «) components of the Kadanoff-Baym equations are written by,
i/cdw (Aojﬂlm(x, w) — Z‘.M(x,w)> Age(w,y)
+i(ed,)? /c dw(Eq (x) — inEp(x))Boo (x, w) (E1(w) +inEx(w)) Agan(w,y) = ide(x —y), (35)
and,

i/;dWAaa(xr w) (Ao_,,,l(,x(wr]/) - le(w,y))

+i(ed,)? /C dwAg aa (x,w)(Eq(w) — inEy(w))Aoo(w, x) (E1(x) + iaEs(x)) = ide(x — y), (36)

where we have used Equations (31) and (34).

Next, we shall perform the Fourier transformation ( [ d(x — y)e?” (*=¥)) with the relative coordinate
x — y of the (0,0) and (a, &) components of the Kadanoff-Baym equations. We use the 2 x 2 matrix
notation in the closed-time path with a,b,c,d = 1,2. Equations (32) and (33) are transformed as,

ac
i <A0,30(P) —Zoo(X, p)oz + ) Una(X, p)@) o AGY(X, p) = io?", (7
«
cb
Ay (X, p) o <Ao,50(P) —0:Zoo(X, p) + 0% ZUM(X,p)) =it (38)
«
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where X = %, o, = diag(1, -1),

A—1 0 P2
iBogo(p) =p° — o’

and the Uy (X, p) is the Fourier transformation,

U (X, p)

(ede)z/d(x —y)e? I (Ey (x) + iaEs (%)) Agaa(x, ) (E1 (y)

2
= (ede)PE(X)*Agan(X, p +090) + <aa?> ’

with the definition of { and |E|,
Eq(x) 4 iaEp(x) = |E(x)[e"¢),
and,
(Uaa (X, p)o=)™ = Ugg (X, p)ot,
The o is expanded by the derivative of X [64-67] as,

i 92
HOX, p)oI(3,p) = HO I )+ 5 (1) + (532 ).

with the definition of the Poisson bracket,

oH 9l JoH 9l

(I} =5009%, ~ axr ap,”

(39)

—iaEs(y))

(40)

(41)

(42)

(43)

(44)

We find that the Uy, represents the change of momenta of dipoles as shown in Figure 2a.

(photon)

k

.+ adC
(00), p (aa),p—k
(a) (b)

Figure 2. Diagrams of (a) Uz (X, p) and (b) self-energy Zoo (X, p).

In a similar way to [59], in the Oth and the first order in the gradient expansion in Equations (37)

and (38), we can derive the following retarded Green’s function,
-1

Agor(X, p) = . ,
PV = 2 — Zoo,R + La=—1,1 Uaa R

with the retarded parts (the subscript ‘R’) Agor = i (Aé(l) — A(l]%), Toor =1 (2(1)(1) -
iU}l — Ul2). By taking the imaginary part of the retarded Green’s function A
derive the spectral function pgg = (A3} — Al3) = 2ilmAgo & (X, p) which represents

(45)

Zg)%) and Uy r =
00,r(X, p), we can
the information of

dispersion relations. Similarly, the («, #) components of the Kadanoff-Baym equations are written as,

i (Aa’;a(p) —Zue(X, P)‘TZ) 0 N (X, p) +1Vaa (X, p)oz 0 Dgaa (X, p) = i0, (46)
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and,
N (X, p) o (Ao_,,}a(P) — 020 (X, p)) +iAgua(X, p) 0 02 Vau(X, p) = i0z, (47)
where,
2 1
iBoaa(p) = 1" = 2 — (48)
and,
Vae(X,p) = (ede)z/d(x—y)ei’“‘("*”(El(X) —iaEp(x))Boo(x, y) (E1(y) + inEx(y))
aZ
= (ede)?E(X)*A00 (X, p — ad) + (@) . (49)

We can also write for Ag]’m (X,p)as,

i (Aga(p) —Zaa(X,p)oz) " 0 AL (Xp) = it (50)

A (X p) 0 (851 (1) — e X))
gau & P) OL{ By an (P Oz2uqn (X, P

iof. (51)
In the Oth and the first order in the gradient expansion in Equations (46) and (47), we can derive,

Aaoc/R = Ag,aa,R + Ag/awc,RVm/RAg,M,R (52)

with Ager = i(ALL — A2) and Vo g = i(V]} — V12). Here we have used the solution in the Oth and
the first order in the gradient expansion in Equations (50) and (51) given by,

-1
A = (53)
g, R 2 ’
P’ — %,, - % — Zya,R
with T4,z = i(Zh — Z12). The derivation is the same as [59]. The imaginary part of the

retarded Green’s function Ay, r(X,p) multiplied by 2i represents the spectral function pye =
i(AZL — AlZ) = 2ilmA,, r(X, p) which represents the information of dispersion relations. In addition,
the Kadanoff-Baym equations for photons in Equation (19) are written by,

) . ac b X b
! (DO,ij(k) - Hij(X/k)‘TZ) oDy (X, k) = g0, (54)
s Tyac -1 cb : ab
DI (X, k) (Dgh (k) — =lly(X, k) = idyot, (55)
with,

Next we shall derive the self-energy in the leading-order (LO) of the coupling expansion in
Equation (6). The (a,b) = (1,2) and (2,1) component of i% are given by,

T . .

i = —Led,)? [dudwY,_ i, (Aﬁ}x(w,u)Ag)%(u,w)(l,70(1)]-8882] <D}Zz(u,w) + D,Zjl(w,u)) (L, i)}
(57)
+ 8 (w,10)A3h (1, w) (1, ~i);9995, (D3 (u, ) + DI (w,u)) (1,m'),f>,
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where t represents the transposition. It is convenient to rewrite,

kik; kik;

D (k) = (5,»]. 1 ) DY (k) + <7 DI’ (k), (58)

kik; kik;

k) = (%‘ & ) 1 (k) + 55 117 (), (59)
where T and L represent the transverse and the longitudinal part, respectively. The LO self-energy
. oT" .
1]—1]21.1 (y’ x) - 5D122(L;50y) 1s,

(0 = —iled)? ¥ (aoa“ (A2 )M (6, )) (1, —ai)y (1, i)}
a=-1,1
+229) (Aoo(y, )Ag(x,y)) (1,_m)j(1,,xi);>. (60)
By Fourier-transforming with the relative coordinate x — y and multiplying 6;; — klj;f or kklz , we
arrive at,
XY = R () [ 5 (SR palp) + Bk paBp)
a=-1, 1
82
=5 1
+ < aX2> , (61)
OE (X k) = 7 (Xk), (62)
with ]p = (Z:%' The second equation is due to the spatial dimension d = 2. Similarly, we arrive at,
TRXK = (e () 5 (SR paR0p) + ARG+ PR p)
a=-1, l
9?2
4@), ®
M2(X,k) = I1¥(X,k). (64)
The Fourier transformation of the LO self-energy iZ}2(x,y) = —3 52512@0” is,
00\
92
12 0)"pl2 _ 12 12 s
R2(X,p) = —(ed) /a_gl k AL (X, p— k) [DT (X, k) + DV (X,k)] + (ax2>' (65)
Similarly,
82
22X, p) = —(ed,) / Y (K) a2 p—k) [DF (X0 + DR XK + (ﬁ) N 5)
0(771 1
This self-energy is shown in Figure 2b. Similarly we can derive,
12 2 [ (10} AL2 12 12 9
ER(X,p) = ~(ed)? [ (k) 85X, p k) [DROK) +DPXK)] + (552 ) ©7)
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and,

2 9?2
E2(X,p) = —(ede)? [ (K) 83X, p—k) [DF(X,K) + D (X,0)] + (@) : (68)
Finally we derive a kinetic entropy current in the first order approximation in the gradient
expansion and show the H-theorem in the LO approximation in the coupling expansion. By taking a
difference of Equations (32) and (33), we arrive at,

2
i{ 0 2pm Agg}—z

We use the Kadanoff-Baym Ansatz Alz = 0 5 foo, A%(l) = M( foo+1), Z(l)% = 201.0’” Zg(l) =
200 (0 + 1), U2 = Lot and U2L = Tuae + 1) with pog = i(Af) — Ag) = 2iImAgor,
Toop = i(Z3) — E3) = 2ilmZgr and Uwap = i(UZ — UL2) = 2ilmUy, g where we just rewrite
the (1,2) and the (2,1) components with the spectral parts pgo, Zoo, and Uy, and distribution
functions foo, Y00 and yis ae- The distribution functions foo, yo0 and (1,4« approach the Bose-Einstein
distributions near equilibrium states. In the first order approximation in the gradient expansion in
Equation (69) for (a,b) = (1,2) and (2,1), we can derive,

ab
(69)

ab
(Zoo - ZMm) 0z 0 A00:| —i [Aoo 00z (Zoo - ZUM>
& 14

ump(

) 0
f00—700+o<ax> and fOO—'YUocaJFO(aX) (70)
(Rewrite (a,b) = (1,2) and (2,1) components in Equation (69), then we can show the collision
iA12
terms A3 T2 — ARZTZ o foo — 700 = O (%) and foo — Y = O (%) .) We shall multiply In % in

iA21
(a,b) = (1,2) component in Equation (69) and In % in (2,1) component in Equation (69), take the
difference of them and integrate with f b By the use of Equation (70), we arrive at,

iz 21 12 12 21 AO(Z)(X p)
Do =~ | (EBOCPIARP) =2 AR X)) n T8
AR(X, p)
U2L(X, p) AR (X, p) — U2 (X, p)A2L (X, p) ) In =222 71
+1 [ (U0 A0 p) — U0 PR ) m g8 EEE o
with the definition of entropy current smat,fer 00 for (0,0) component,
o _ / 5;¢+5ini ~ ORe(Zoo,R — Lo UaaR) | P00
matter,00 — v 0 m apy i
dReA 2000 — U,
n S 00,R 00,0 Za 0 | ool )
Pu 1
olfoo)] = (1+ foo) In(1+ foo) — fooIn foo- (73)

We can derive the Boltzmann entropy jp [(14n)In(1 + n) — nlnn] with the number density
n(X, p) in the quasi-particle limit ImU,, g = Im¥gy g — 0 in the same way as in [58]. Similarly, we can
derive a kinetic entropy current for (ax) components. >From Equations (46) and (47), we can derive

2
i {po - ;Lm ~ 55 A””} = i [Zaa0s 0 Aug — Aag 0 02500

. b
—i [Vaa0z © Agun — Dgaa © 0= Via| " . (74)
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We use the Kadanoff-Baym Ansatz AjZ = % fuu, ARy = P (faa +1), A = Bgnap Vgaa, Dby =

1
A Alﬂ Z/WL Ly Vﬂwl Vﬂtﬂt
= p('Ygaa""l) Z}c%c = p')/lm/z‘ = fp(lylxa"'l)/ Val,% P'}’V:m and VD‘Z‘} = P('YV&&+1)
with Pae = 1(A2h — A2) = ZZImA,m/R, Toap = i(Z2L —X12) = lemZM,R and Vi = z(V,f,} Vi2) =
2ilmV, g. In Equation (74), we can show,

fmx ~ Yaw, Ygoua ™~ VV,ans (75)

for distribution functions fza, Yaa and vy 4. by writing the (a,b) = (1,2) and (2,1) components in the
Kadanoff-Baym equations (74). We can also show,

Yo ~ Vguar (76)

from Equatlons (50) and (51). We shall multiply ln B in (a,b) = (1,2) component in Equation (74)

and In*

Ak in (2,1) component in Equation (74), take the difference of them and integrate with || P By

Pan

using Equations (75) and (76), we arrive at,

Mg (X, p)
sy = —/ 220 (X, )AL (X, p) — Z2(X, p)A2L (X, p) ) In o2 P
Homatter,an ( zxoc( P) Mc( P) zxoc( P) owc( P)) Agl,x(X,P)
AlZ X,

+ [ (VR PIAEL( p) = VI P) A%, p)) In #X;;’ @)

with the definitions of entropy current s/, for (ax) components,

matter,an

o _ / ( s ‘SVP aReZm,R ) Oan I OReAyq R Laap
matter,aa  — . :
’ Jp m Ipyu i apy i
OReViy R Dganp aReAg aa,R Vaa Vawp
- Py i Py OVfeal- 7

In this derivation, we have used the same way as that in open systems in [59]. We can also
derive the following equations for the Kadanoff-Baym equations for photons with the Kadanoff-Baym
Ansatz D3 = £L(1+ fr), Di? = &L fr, D} = EL(1+ f1) and D}? = £ f; with distribution functions
fr and f; and spectral functions pr and pg,

1 D2 (X,k)
# _ 21 12 12 21 7 &
af‘sphoton Y k [HT (X/ k)DT (X'k) - 1_[T (Xik)DT (X’ k)] In D%](X,k)
1 12(X, k)
- [Hzl(x k)DI2(X, k) — [T (X, k) DA (X, k)] In él(X o’ (79)
L 7
with the entropy current for photons,
1 0Rell Dr,  10ReDrg Iy
u _ w1 T,R £ TR HTp
Sphoton = /k { (k 2 ok, ) A R TP } olfr]
10Rell g\ Drp 10ReDpr HLp
#o_ Zoe
+], <k 2 ok, ) P taak, |0 ©0)
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As aresult, the total entropy current s# = anatter 00+ L sh matter,aa T st ph oton Satisfies,
2
st = (ed? [ (K)" T [~ 0AG(IDFK) - (P~ AR (p)DP (K]
J Py o
« 1n Ma (P — K)A (p) D (k)
A (p— ) 2é(zﬂ)D%z(k)
Hed? [ (1) T[4k - DABEIDE®) - a8 - af(p)D ()]
o

1 Aaa(p — k)Aéé(p)D%I(k)

AR - K)A% (p)DE (k)
2

+(ede)* (E(X))

(A2 (p + D) A (p) — AL (p + 100)A3))

2

Ty 20 (1)
0

1
0
AR, (p +200) A

gt
where we have used the inequality (x — y) In i > 0 for real variables x and y with x > 0and y > 0. The

R P AL AT
equality is satisfied in foo = faa = fr = fL = PO/iTl Here we have used ~ 2t with Yean ~ faa
um g
in first order in the gradient expansion. We have shown the H-theorem in the LO approximation in
the coupling expansion and in the first order approximation in the gradient expansion. There is no
violation in the second law in thermodynamics in the dynamics.

4. Time Evolution Equations in Spatially Homogeneous Systems and Conserved Energy

In this section, we write time evolution equations in spatially homogeneous systems and show a

concrete form of the conserved energy density.

. . . c . . A2l L AL2 21 4 A12 p2lypl2
It is convenient to introduce the statistical functions Fyg = —05—2, Fyy = A“;A‘“‘, Fr = 1L,

21 pl2
D7 +Dy’
2

Fr = , which represent the information of how many particles are occupied in (p°, p) (particle
I - uzi+ug? Va+Va2 o
distributions) and statistical parts, Uyy p = —45%, Vo r = ~252%, Agpap = f XooF =

=H+xl2 7 4111 _ m4n?
2 2

21 12
D O Zmﬁzrzma ,Mpp =TT and Il = . The variables of these functions are

(X%, p°, p) with the center-of-mass coordinate X = ;y * and p given by the Fourier transformation
with the relative coordinate x — y in variables (x,y) in Green’s functions and self-energy in Section 2.
The statistical functions and parts are real at any time when we start with real statistical functions at
initial time. The spectral functions are given by taking the difference of (2,1) and (1,2) components
multiplied by i, namely pgg = i(AZ) — A}Z). They represent the information of which states can be
occupied by particles in (p°, p) (dispersion relations). The spectral parts in self-energy are given by
taking the difference of (2,1) and (1,2) components multiplied by i (and written by the subscript p),
namely Aganp = Z(A?M — Aglm), oo = i (23} — ={2) and so on. The spectral functions and parts
are pure imaginary at any time when we start with pure imaginary spectral functions at initial time.
We can use the real statistical parts labeled by the subscripts F and the pure imaginary spectral parts
labeled by the subscript p in self-energy in the time evolution. We use the subscript ‘R’, ‘F’ and ‘o’ to
represent the retarded, statistical and spectral parts in self-energy, respectively.
The Kadanoff-Baym equation for the statistical and spectral functions are given by,

2
{P - L —ReZgor+ Y, Rely, R,Foo} + {Rero,R,Zoo,F -y UM,F}
a=-—1,1 o

1 1
=3 (FooZ00,0 — P00Z00,F) — 3 Y (FooUaw,p — pooUaar) , (82)

14
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2
{P - L —ReZoor+ Y, Relly, R,Poo} {RGAOO,R,Zoo,p -3 Um/p} =0, (83)
a=-1,1 o
o p° 1
{P - % - E - Rezaa/R/ me} + {RGAM/R, me,F} + {REVM/R/ Ag,zxzx,F} - {ReAg/mx,Rr Vaa/F}
1 1
= ; (szazaa 0 Ptxa’zaa,}‘) - ; (Ag,aa,Pvaa,p - Ag,aa,pvmx,F) 7 (84)

2
1
{PO N S Rezaa,R/ PM} + {ReAaa,Rr sz,p}

+ {ReVDw(,R/ Ag,mx,p} - {REAg,aa,R, Vawz,p} =0, (85)

|
{PO - Lm — 57 Rezaa,Rr Ag,uax,lf} + {ReAg,wx,Rr Za:x,F}

2 21
1
= 7 (Ag,m,Fsz,p - Ag,aa,pzaa,F) ’ (86)
o P 1
{P Tom 2 ReXyg r, Ag,rxzx,p} + {ReAg,atx,R/ me,p} =0, (87)
1
{P* —Rellgr, Fr} +{ReDrr I1pr} = - (Frllyr—prller), (88)
{Pz — Rellg,T, PT} + {ReDrr, 1,1} = 0, (89)

and longitudinal parts given by changing the label T to L in Equations (88) and (89). We can use
Equation (69) in the previous section to derive Equations (82) and (83), for example.
We can write,

um,F(X/ p) = (EdE)zE(X)zAg,aa,F(P +adQ), U,m,p(X, p) = (ede)zE(X)zAg,M,p(P +ad), (90)
Ve (X, p) = (Ede)zE(X)ZFOO(P —dg), Vawp(X, p) = (EdE)zE(X)ZPOO(P — adg). 91)
In case we start with initial condition E»(X? = 0) = 0, dgE2(X° = 0) = 0 and symmetric Green’s

functions for &« — —a in spatially homogeneous systems, we can use 0 = 0 in the above equations at
any time. We can write the self-energy as,

Toor(p) = gde Z 1/ [FM p— k) (Fr(k) + Fo(k) + ipm(};—k) pr(k) ':‘PL(k)} . (92)
a=-1,

Zoop(p) = —(ede)* ) / [F,m(r’ = k) (or(k) + pL(K)) + paa(p — k) (Fr(k) + FL(K))],  (93)
a=-1,1

Zanr(p) = (e [ (k)7 [Roolp =R (Er(0) + Fih) + £ =D IO L] o
Tanp(p) = *(Ede)z/k (k0>2[F00(P*k)(PT(k)+PL(k))+P00(P*k)(FT(k)+FL(k))}/ (95)
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Mre) =T = e ()" 8 [ :Faa(k+P)Foo(P) - Pk r ) polp)
(K + p)Faa(p) ~ }1”’“("*’”)”’”)} (9
Trp() = (k) = —(ed,)? (kO)Zag y :Paa(k+P)Foo(p) — Fualk+ p)poo(p)
+000(k + p)Faa(p) — Foo(k+ p)paa(p) |, 97)

where we have omitted the label of the center-of-mass cordinate X in Green’s functions and self-energy.
We find that the Il p(k) = IIj (k) are symmetric (ITy p(—k) = Il p(k)) under k — —k and that
I, = I1p , are anti-symmetric (Iy,,(—k) = —IIr,(k)) under k — —k, for any Green’s functions for
dipole fields. When we prepare initial conditions with symmetric Fr ; and anti-symmetric pr ; for
photons, we can derive symmetric Fr ;, and anti-symmetric pr,;, at any time. In addition, since IT(k)’s
are proportional to (k?)2, there is no mass gap for incoherent photons for the leading-order self-energy
in the coupling expansion. The velocity of gapless modes of incoherent photons will decrease when
we increase the density of dipoles in this theory.

Finally, we show the energy density Eiy. In the spatially homogeneous system in the 2 + 1

dimensions, we can derive %h;;‘(’)‘ = 0 with the energy density given by,

1 - 1
Lot = 2 ): ¢;¢u+§(aOAi)2+/PO <F00+ Y Fm) 2/ FT+FL)

a=-11

+2(ed,) ZEZ le/ Foo(p)ReAg ua,r (p + 29) 4+ ReAoo,r (P) Ag aar (p + 297))

/ (ReZoo,rFoo + ReAgo rZoo,r) — 3 / (ReXpq, R Fra + ReAgs REwa,F)

a=-1,1

1
_E / (ReHR,TFT + ReDR,THF,T + ReHR,LFL + ReDR,LH[:,L) , (98)
P

where we have used the KB equations in this section, the Klein-Gordon Equation (20) and the
Schodinger-like Equations (23) and (24) in Section 2. The first term represents the contribution
of nonzero angular momenta for coherent dipole fields. The second term represents the contribution
by electric fields E; = dpA;. The third and the fourth terms represent the contribution by quantum
fluctuations for dipoles and photons, respectively. When the temperature is nonzero T # 0 at
equilibrium states and the spectral width in the spectral functions is small enough, statistical functions
which are proportional to the Bose-Einstein distributions ﬁ give temperature-dependent terms

mT? for dipole fields and « T2 for photon fields in 2 + 1 dimensions. The fifth term represents the
potential energy in processes in Figure 2a. The sixth, seventh and eighth terms represent the potential
energy in processes in Figure 2b. The coefficients in the sixth and seventh terms are not % but 1. While
the factor 1 might look like a contradiction with the preceding research in [68,69] which suggest that
the factor % appears in the interaction with 3-point-vertex, the factor 1 appears due to time derivative
(8°)? in self-energy for dipole fields and photon fields.

5. Dynamics of Coherent Fields

In this section, we show that our Lagrangian describes the super-radiance phenomena in time
evolution equations of coherent fields. We shall assume that all the coherent fields are independent of
x! (dependent on x° and x2). We also assume the symmetry for « = —1 and & = 1, namely lﬁg*) = lﬁ<_*1) ,
Ag1 = Ao—_1, and Ajg = A_1o. We set initial conditions E, = 0 and 9gE, = 0 at ¥ =
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We define Z = 2|1 |? — |fh|>. It is possible to derive the following equations from time evolution
Equations (20), (23) and (24) with their complex conjugates for background coherent fields in Section 2.

0Z = idedeEq ($7%0 — P51), (99)
do (P1go) = %l/'ﬁ% + ied.E1Z (100)
{(30)2 —(92) ] Er = —2ed.(30)? [$ido + P51 + Ao (x, x) + Ago(x, x)] . (101)

. . 2 - - .
We have used moderately varying spatial dependence |V;¢_101/m| < |[9g(p_1,1|. We derive
aspects of the super-radiance and the Higgs mechanism in the above three equations.

5.1. Super-Radiance

In this section, we show the super-radiance in time evolution equations for coherent fields with
the rotating wave approximations neglecting non-resonant terms and quantum fluctuations. We have
used the derivations in [70,71] for background coherent fields.

We shall consider only k* = % in this section and we expand the electric field Eq and the transition
rate Yo7 as,

1 ; 1 .
E (xO’ x2) _ Ee(xl)/ x2)€71(k0x07k0x2) + Ee* (XO, x2)€1(k0x07k0x2), (102)
o 1 ;
Gifi = RGO, R, (103)
We consider the following case,

|doe| < |K%]|, |9oR| < [KOR],

|92¢| < [KV€]. (104)
Neglect non-resonant terms like 20K
and Ajp) (the rotating wave approximation). Then from Equations (99)—(101), we arrive at the
Maxwell-Bloch equations,

and quantum fluctuations (Green’s functions Ay

de de

S0tz = ied kR, (105)
dZ
350 = ied,(eR* — €"R), (106)
% = —ied.€eZ. (107)

We assume that ¢, Z and R are independent of the spatial coordinate of the x? direction. We
shall change € — ie in the above equations and assume real functions R = R* and € = €*. Then we
can write,

de

50 ed kR, (108)
% = —2ed.€R, (109)
% = edeeZ. (110)

We find the conservation law with the definition B2 = 2R? + Z2,

Gl 2 d 2 2
5B :w<2R +z):0. 111)
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The relation 337% = 0 represents the probability conservation since we can rewrite B2 =

(21912 + |l/_10\2)2 by Equation (103) and Z = 2|¢|> — |§p]>. We also find the following
conservation law,
9 12 1o,]_
350 [Ee + Ek Z} =0, (112)
which represents the energy conservation. By this relation, we might be able to estimate the maximum
energy density of electric fields,

1, 1o 1o
- = 2K = ~k°B 11
<2€ >max 2 min 2 7 ( 3)

in case there is no external energy supply. We derive the following solutions in Equations (108)—(110),

R(x%) = \%B sin0(x%), Z(x°) = BcosO(x"), (114)

20
0(x%) = 6y + /2ed, /0 dx% (%), (115)

with aa% = \/2ed,e and the constant B in a similar way to [71]. The 8(x") swings around the position
6 = 7 with the frequency Q) = ed,VkOB in case we start with initial conditions at around 6y ~ 7

(|$1]> = 0), since we can rewrite Equation (108) as

9%6(x0)

TR = (ed,)*k°Bsin 0(x0). (116)

The B is the order of the number density of dipoles.
We introduce the damping term %e for the release of radiation and the propagation length L in
Equation (108). We can write,

de 1 edk 0
ﬁ+fe_ v Bsinf(x"). (117)

Ink = § >> time derivative, we can neglect the first term in the above equations, then

20 (ed.)?k°B

50 = sin 0(x"). (118)

The solution is,

21030
0(x%) =2tan™! {exp (M) tan %0} , (119)
and,
0 _ -1
€= o X {cosh (wﬂ (120)
V2ed, TR TR
with g = (é’d))% and 19 = —1gIn(tan 970) The g « 1/B ~ 1/N with the number of dipoles N

represents the relaxation time of electric fields in the super-radiance. When N dipoles decay within time
scales 1/N, the intensity of electric fields becomes the order N? (super-radiant decay with correlation
among dipoles), not N (spontaneous decay without correlation among dipoles).
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5.2. Higgs Mechanism and Tachyonic Instability

In this section, we rewrite time evolution equations for coherent fields with only real functions.
We assume the spatially homogeneous case. We do not adopt the rotating wave approximation in this
section. We show how coherent electric fields E; are affected by Z = 2[¢;|> — |o|?.

In Equation (101), the second derivatives of coherent fields on the right-hand side are written by,

de TH T ¥ T 2 de ZZ
%(4’1#’4‘4’0%)4‘#51,

where we have used Equation (100). As a result, we arrive at,

|:(a())2 - (82)2 - W} E] = :le + % /p(ZFn (X,p) — Fog(X,p) — Ag,ll,F(er))

ed,)?
+( 15) E; /p (ReAg11,r(X, p)Foo (X, p) + Aga1,r(X, p)ReAgo,r (X, p))

(Ede)zaﬂ/‘ @Ag,11,p+@aAg,1l,F (ede)? i/ @Ag,ll,p+@aAg,1l,F
212 9X0 J, \op0 i i oph 42 "1ox0 J, \op0 i i oph

) , (121)

with the x! direction of the dipole moment (density) given by 1 = 2ed. ($7 o + P51), F1 (X, p) =

21 12 21 12 AL (X, p)+A12 (X,
7A”(X’p>;A”<X’p), Fo(X,p) = 7/300()(”3);%0()(4’) and Ag11,r(X, p) = SR+ Ay (p) p>; il p). In the Appendix

A we have shown the detailed derivation for the second, third, fourth and fifth terms in the above
equations. We have assumed the self-energy Y9 = %11 = 0 in deriving the time derivatives of Ajg and
Ap in Equation (101). Even if we include contributions of self-energy in Equation (121), they are higher
order O ((ed(,)4) in the coupling expansion. We have neglected higher order terms in the gradient
expansion for quantum fluctuations. In Equation (121), we leave the —(9;)?E; term on the left-hand

side in the above equation to compare with the sign of — Z(Edf)zz E; term. We find the Higgs mechanism
with the mass squared —w in the case of the normal population Z = 2|1]? — || < 0. On the

other hand, the tachyonic instability appears in the inverted population Z > 0 in the above equation.
Then the electric field E; will increase exponentially until Z becomes negative. In Equation (121), the
second term on the right-hand side is proportional to 2Fj; — Foo — Ag11,r. Near equilibrium states,
we might find Fyg > 2F); — Ag11,r, Where statistical functions Fy1, Fyg and Ag 11,F are proportional

to the Bose—Einstein distribution ,,0+T1 plus } (with the Kadanoff-Baym ansatz) with different
/T
2 2
dispersion relations p° ~ £~ for Fyp and p° ~ P~ + 1 for F; and Ag11,F, due to the energy difference

% - % between the ground state and first excited states. So the 2Fj; — Foo — Ag 11,F in the second
term is negative near the equilibrium states, which might mean no tachyonic unstable terms appear
from quantum fluctuations near equilibrium states. The contributions of quantum fluctuations on
the right-hand side written by statistical functions (second, third, fourth and fifth terms) vanish at
zero temperature T = 0. Quantum fluctuations represent finite temperature effects at equilibrium
states, although we need not restrict ourselves to only the equilibrium case. We have shown general
contributions of quantum fluctuations in both equilibrium and non-equilibrium case in this paper.

Finally we shall consider remaining equations for coherent dipole fields. By using Equations (99)
and (100) and the definitions of real functions p1 = 2ed, (PP + P§P1), P = iede(P] o — Pp§h1) and
Z = 2|1]2 — |Po|?, we can also derive,

00Z = A4EP, (122)
P

doi = (123)

QP = —%— (ede)2EqZ. (124)
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We can show 99 (2|1 |? + |o|?) = 0 by using these three equations. In these equations with initial
conditions E; > 0, Z > 0 (inverted population), P = 0 and yq = 0, the P and the /1 decrease at around
the initial time and Z starts to decrease due to E1P < 0. In initial conditions E; > 0, Z < 0 (normal
population), P = 0 and y; = 0, the P and the j; increase at around the initial time and Z starts to
increase due to E1P > 0. The absolute values of Z decrease at around the initial time. We find that
there is no term of quantum fluctuations in Equations (122)—(124).

We can solve Equations (121)—(124) with real functions in this section and the Kadanoff-Baym
equations with real statistical functions and pure imaginary spectral functions in Section 4,
simultaneously.

6. Discussion

In this paper, we have derived time evolution equations, namely the Klein-Gordon equations
for coherent photon fields, the Schrodinger-like equations for coherent electric dipole fields
and the Kadanoff-Baym equations for quantum fluctuations, starting with the Lagrangian in
quantum electrodynamics with electric dipoles in 2 4+ 1 dimensions. We have adopted the
two-particle-irreducible effective action technique with the leading-order self-energy of the coupling
expansion. We find that electric dipoles change their angular momenta due to coherent electric
fields Eq + inE; with @ = +1. They also change momenta and angular momenta by scattering with
incoherent photons. The proof of H-theorem is possible for these processes as shown in Section 3.
Our analysis provides the dynamics of both the order parameters with coherent fields and quantum
fluctuations for incoherent particles.

In Section 2, we adopt two-energy level approximation for the angular momenta of dipoles. Then,
we find that the iA; ! is written by 3 x 3 matrix with zero (—1,1) and (1, —1) components. The form of
the matrix is similar to 3 x 3 matrix in the analysis in open systems, the central region, left and right
reservoirs as in [59,61-63]. Hence we can simplify the Kadanoff-Baym equations for dipole fields in
an isolated system with the same procedures as those in open systems. The difference between QED
with dipoles and ¢* theory in open systems is that the coherent electric field changes the momenta
of dipoles when the phase « in E; & inE; with & = +1 is dependent on space-time. The space
dependence of coherent electric fields might disappear in the time evolution due to the instability by
the lower entropy of the system, then electric fields will change angular momenta of dipoles but not
change momenta p due to 07 = 0. We can also trace the dynamics with 7 = 0. By setting the initial
conditions with the symmetry « — —a, namely lﬁé*) = zﬁﬁ‘,ﬁ, Ayo = A_yo and Ay, = Ag_,, with initial
conditions E; = 0 and dyE; = 0 in spatially homogeneous systems in 0V F,, = ], in Equation (20), we
can show E; = 0 at any time. Then we can use d = 0. This condition simplifies numerical simulations
in the Kadanoff-Baym equations since we need not estimate the momentum shift p — p £ 9 in the
finite-size lattice for the momentum space. As a result, the simulations for Kadanoff-Baym equations
for dipoles and photons will be similar to those in QED with charged bosons in [72].

In Section 3, we have introduced a kinetic entropy current and shown the H-theorem in the
leading-order of the coupling expansion with ed,. This entropy approaches the Boltzmann entropy in
the limit of zero spectral width as in [58]. The mode-coupling processes between dipoles and photons
produce entropy. When there are deviations between (00) and (ax) components of distribution
functions, entropy production occurs. Entropy production stops when the Bose-Einstein distribution
is realized in the dynamics of Kadanoff-Baym equations.
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We can also derive the energy shifts in dispersion relations due to nonzero electric fields by using
the retarded Green'’s functions in Section 3. The Oth order equations for retarded Green’s functions are
given by,

2
(po - 2PTn + 2(ede)zE§Ag,H,R> Aoor = -1, (125)
o_p* 1 202
( ~om i) AR + (ede) EfAgorAg 11, = —1, (126)

2
with Ag11r = ﬁ. Multiply p° — = — %, take the imaginary parts in the above equations and

2m 21
remember the imaginary parts of retarded Green'’s functions are the spectral functions, then we find,

w| PO | = 0 with,
o1
2 2
(B2 E) s o
w = NN 127)
s (g8

By setting determinant |W| to be zero, we find the following solutions for dispersion relations,

21 1 [1
P = ;Lm gtV t 8(ed, )2E42. (128)

Here we assumed the symmetry for & = +1 for Green’s functions and zero self-energy Xop =
%11 = 0. We find how electric fields shift two energy levels 0 and % The above energy shift is similar
to the energy shift given in [27] in 3 + 1 dimensions due to nonzero electric fields.

In Section 5.1, we have derived the super-radiance from time evolution equations for coherent
fields. We find that it is possible to derive the Maxwell-Bloch equations from our Lagrangian with
the probability conservation law and the energy conservation law. Super-radiant decay with intensity
of the order & N2 (N: The number of dipoles) appears in a similar way to [70,71]. It is possible to
derive the maximum energy of electric fields by use of Equation (113). We know that the moment
of inertia of water molecule is I = 2myR? with my = 940 MeV with R = 0.96 x 10710 m. Hence the
K= % =1.1x 1073 eV. Since B = % =3.3x10% /m3 for liquid water, we find

1,

Eemax

1
= Ek°B =1.8 x 10% eV/m?. (129)

When we multiply the volume of all microtubules (MTs) in a brain,

Vmr = 7 x 15nm? x 1000nm x 2000 MTs/neuron x 10'! neurons/brain = 1.4 x 1077 m?, (130)

we can arrive at,

Ee,ZMXVMT =041]=0.1cal (131)

If we maintain our brain 100 s without energy supply, we need at least 0.1 x
1072 cal/s or 86 cal/day to maintain the ordered states of memory. ~We can compare
86 cal/day with 4000 cal/day = 2000 kcal/day x 0.2 (energy consumption rate of brain) x
0.01 (energy rate to maintain the ordered system). The 86 cal/day is within the 4000 cal/day, which
is consistent with our experiences. In this derivation, we have used coefficients in 2 + 1 dimensions
and the number density of water molecules in 3 4+ 1 dimensions.
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In Section 5.2, we have derived time evolution equations for electric field E;. The Higgs
mechanism appears in this equation in normal population Z < 0. As a result, the dynamical mass
generation occurs with the maximum mass Qpiges = 2ed,v/k9B = 30k? where the number density of
dipoles is B = 2|¢1|? + |ffp|? = . The period is 271/ Optiggs = 1.3 x 10713 s. In normal population
Z < 0, the Meissner effect appears with the penetrating length 1/Qpjggs = 6.3 tm. On the other
hand, the tachyonic instability occurs in inverted population Z > 0. The electric field E; increases
exponentially with exp(QXO) (with Q < Omax) where the time scale is 1/ Qmax = 2.1 x 10~ 1# s with
Omax = QHiggs~ Due to energy conservation, since Z decreases as the absolute value of the electric
field increases, tachyonic instability stops in Z < 0.

We have prepared for numerical simulations with time evolution equations, namely the
Schoédinger-like equations for coherent electric dipole fields, the Klein-Gordon equations for coherent
electric fields and the Kadanoff-Baym equations for quantum fluctuations. Our simulations might
describe the dynamics towards equilibrium states for quantum fluctuations and the dynamics of
super-radiant states for coherent fields. Our analysis is also extended to simulations in open systems
by preparing the left and the right reservoirs like those in [59] or networks [73].

7. Conclusions

We have derived the Schrodinger equations for coherent electric dipole fields, the Klein-Gordon
equations for coherent electric fields and the Kadanoff-Baym equations for quantum fluctuations in
QED with electric dipoles in 2 + 1 dimensions. It is possible to derive equilibration for quantum
fluctuations and super-radiance for background coherent fields simultaneously. Total energy
consumption to maintain super-radiance in microtubules is consistent with energy consumption in our
experiences. We can describe dynamical information transfer with super-radiance via microtubules
without violation of the second law in thermodynamics. We have also derived the Higgs mechanism
in normal population and the tachyonic instability in inverted population. These dynamical properties
might be significant to form and maintain coherent domains composed of dipoles and photons. We
are ready to describe memory formation processes towards equilibrium states in 2 + 1 dimensions
with equations in this paper. Furthermore, our approach might pave the way to understand the
dynamical thinking processes with memory recalling in QBD by investigating the case in open systems
with the Kadanoff-Baym equations. This work will be extended to the 3 + 1 dimensional analysis to
describe memory formation processes in numerical simulations. We should derive the Schodinger-like
equations, the Klein-Gordon equations and the Kadanoff-Baym equations by starting with the single
Lagrangian in QED with electric dipoles in 3 4- 1 dimensions in the future study. These equations in
3 4 1 dimensions will describe more realistic and practical dynamics in QBD.
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Appendix A. Quantum Fluctuations in the Klein-Gordon Equations

In this section, we shall derive the second, third, fourth and fifth terms involving quantum
fluctuations on the right-hand side in Equation (121) in spatially homogeneous systems. They
correspond to the following term,

—2ed,(30)* [A1o(x, X) + Mg (x, x)],
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in Equation (101) with the symmetry Ajg = A_jp and Ay = Ag_. It appears in taking the time
derivative of J; (given by Equation (21) ) in Equation (20). Here Aqo(x,x) and Ap;(x,x) can be
rewritten by,

Muolx) = = [ g w)Er(w)An(w,x), (an
Api(x,x) = f%/wAoo(x,w)El(w)Ag,H(w,x), (A2)

where we have used Equations (31) and (34) by setting E; = 0. We rewrite second time derivatives of
Aqp(x, x) and Agy (x, x).
We shall rewrite Equation (30) without self-energy X, as,

B BV ‘
Zax0+27:121} Agn(x,w) = ide(x—w), (A3)
B BV .

{_Zaxo Fom 21} Agi(w,x) = ide(w—x), (A4)

where we have multiplied Ag 17 from the right and left of Equation (30). By using the above equations

2
and Equations (32) and (33) with Equations (A1) and (A2) and Ao’,éo(x,y) = <i% + %) de(x—y),

we can show
[ v o1 ‘
sz 21) g +ide

V2 .
+Ag,11E1 ﬁAoo + 2A3,116d9E1A01E1 - Ag,11E115C:|

iAlo(x,x) = ed

370 E1Ago

[

= ed

o

(/1 , .
<5Ag/l] + 150) E1lo0 +24g 116de E1Ag1 E1 — Ag,llEll(sC:| , (A5)

5} . 1 .
@Am(xﬂf) = ede| (—2edeE1 Ao +idc) E1Aga1 + AooEr <—5Ag,1115c> ], (A6)

where é¢ represents the delta function in the closed-time path. Here the terms proportional to V are
cancelled in spatially homogeneous systems. By use of the above two equations, we can show

d 1
570 (B10+B01) = 57 (A10 — Bor),, (A7)

and,

92 ed, [ Ag11 . .
5 (Ao +2D01) = — +ide | E100 + ZAgylledgElelEl - Ag,HElléC
(x0) 2il 21

[«5]

—

. 1 .
—2ed,E1 A1 + 1(50) ElAg,ll — AgoEq <—EAgl11 — l(sc) }

ed, [ . 1
= ﬁ 2iEq (Moo — Ag11) + N (Ag11E1800 + DooE1Ag 1)

+2ede (Ag11E1001E1 + E1A19E1Ag11) } . (A8)
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Since we can rewrite Equations (35) or (36) by multiplying iA, 11 as,

iNg11 — iD= edeDg11E18m
= edeMoE1Dga1, (A9)
we arrive at,
92 1 ed,E
) (Ao + Do) = ~iE (Bro + A1) + ——* (Do — 2A11 + A1) , (A10)

where we have used Equations (A1) and (A2).
Finally by rewriting the statistical parts (subscript ‘F’) of Ajg + Ag; with Equations (A1) and (A2),
and using E1(w) = Ey(x) + (w® — x9)9gE; (x) in,

{/dw [Ag11(x, w)E1(w)Ago(w, x) + Aoo(x, w) Ex(w)Ag 11 (w, x)] } ,
F

and the relation in the first order in the gradient expansion,

Ag11,r(X, ) A
= /(g.Foo(x,P)JrAg,n,F ®.4
p

i i

i [Bgi1r(x,p) i A
+5 {87‘,1’00(96,}7)} 3 {Ag,ll,F/ Of’A } [(A11)

|: / dWAg,ll (.’X, w)AOO(wV x):|

F

1

with the advanced (subscript “A’) Agga = i(A}} — A3}) = ReAgor — °2 and the retarded Aggr =
i(AL - A%)%) = ReAgo,r + 2, we can derive the third, fourth and fifth terms on the right-hand side in
Equation (121).
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Abstract: Thermodynamics is a theory of principles that permits a basic description of the macroscopic
properties of a rich variety of complex systems from traditional ones, such as crystalline solids, gases,
liquids, and thermal machines, to more intricate systems such as living organisms and black holes
to name a few. Physical quantities of interest, or equilibrium state variables, are linked together in
equations of state to give information on the studied system, including phase transitions, as energy
in the forms of work and heat, and/or matter are exchanged with its environment, thus generating
entropy. A more accurate description requires different frameworks, namely, statistical mechanics and
quantum physics to explore in depth the microscopic properties of physical systems and relate them
to their macroscopic properties. These frameworks also allow to go beyond equilibrium situations.
Given the notably increasing complexity of mathematical models to study realistic systems, and
their coupling to their environment that constrains their dynamics, both analytical approaches and
numerical methods that build on these models show limitations in scope or applicability. On the
other hand, machine learning, i.e., data-driven, methods prove to be increasingly efficient for the
study of complex quantum systems. Deep neural networks, in particular, have been successfully
applied to many-body quantum dynamics simulations and to quantum matter phase characterization.
In the present work, we show how to use a variational autoencoder (VAE)—a state-of-the-art tool in
the field of deep learning for the simulation of probability distributions of complex systems. More
precisely, we transform a quantum mechanical problem of many-body state reconstruction into a
statistical problem, suitable for VAE, by using informationally complete positive operator-valued
measure. We show, with the paradigmatic quantum Ising model in a transverse magnetic field,
that the ground-state physics, such as, e.g., magnetization and other mean values of observables,
of a whole class of quantum many-body systems can be reconstructed by using VAE learning of
tomographic data for different parameters of the Hamiltonian, and even if the system undergoes a
quantum phase transition. We also discuss challenges related to our approach as entropy calculations
pose particular difficulties.

Keywords: complex systems thermodynamics; machine learning; quantum phase transition;
Ising model; variational autoencoder
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1. Introduction

The development of the dynamical theory of heat or classical equilibrium thermodynamics as
we know it was possible only with empirical data collection, processing, and analysis, which led,
through a phenomenological approach, to the definition of two fundamental physical concepts, the
actual pillars of the theory: energy and entropy [1]. It is with these two concepts that the laws (or
principles) of thermodynamics could be stated and the absolute temperature be given a first proper
definition. Though energy remains as fully enigmatic as entropy from the ontological viewpoint,
the latter concept is not completely understood from the physical viewpoint. This of course did not
preclude the success of equilibrium thermodynamics as evidenced not only by the development of
thermal sciences and engineering, but also because of its cognate fields that owe it, at least partly or as
an indirect consequence, their birth, from quantum physics to information theory.

Early attempts to refine and give thermodynamics solid grounds started with the development of
the kinetic theory of gases and of statistical physics, which in turn permitted studies of irreversible
processes with the development of nonequilibrium thermodynamics [2-6] and later on finite-time
thermodynamics [7-9], thus establishing closer ties between the concrete notion of irreversibility and
the more abstract entropy, notably with Boltzmann's statistical definition [10] and Gibbs” ensemble
theory [11]. Notwithstanding conceptual difficulties inherent to the foundations of statistical physics,
such as, e.g., irreversibility and the ergodic hypothesis [12,13], entropy acquired a meaningful statistical
character and the scope of its definitions could be extended beyond thermodynamics, thus paving the
way to information theory, as information content became a physical quantity per se, i.e., something
that can be measured [14]. Additionally, although quantum physics developed independently from
thermodynamics, it extended the scope of statistical physics with the introduction of quantum statistics,
led to the definition of the von Neumann entropy [15], and also introduced new problems related
to small, i.e., mesoscopic and nanoscopic systems [16,17], down to nuclear matter [18], where the
concepts of thermodynamic limit and ensuing standard definitions of thermodynamic quantities may
be put at odds.

Quantum physics problems that overlap with thermodynamics are typically classified into
different categories: ground state characterization [19], thermal state characterization at finite
temperature [20], the so-called eigenstate thermalization hypothesis [21-25], calculation of the
dynamics of either closed or open systems [26,27], state reconstruction from tomographic data [28], and
quantum system control, which, given the complexity for its implementation, requires the development
of new methods [29]. Among the rich variety of methods applicable to such problems, including,
e.g., mean-field approach [30], slave particle approach [31], dynamical mean-field theory [32],
nonperturbative methods based on functional integrals [33], we believe two large families of techniques
are of particular interest for numerical studies of many-body systems when strong correlations must be
accounted for: One is based on the quantum Monte Carlo (QMC) framework [34], which is powerful to
overcome the curse of dimensionality by using the stochastic estimation of high-dimensional integrals;
the other family encompasses methods that search solutions in the parametric set of functions, also
called ansatz. The most used ansatzes are based on different tensor network architectures [35,36]
as tensor network-based methods show state-of-the-art performance for the characterization of
one-dimensional strongly correlated quantum systems. One can solve either the ground-state
problem by using the variational matrix product state (MPS) ground state search [37] or a dynamical
problem using a time-evolving block decimation (TEBD) algorithm [38]. Quantum criticality of
one-dimensional systems also can be studied by using a more advanced architecture called multiscale
entanglement renormalization ansatz (MERA) [39]. The application of tensor networks is not restricted
to one-dimensional systems, and one can describe an open quantum dynamics [40], characterize the
numerical complexity of an open quantum dynamics [41,42], perform tomography of non-Markovian
quantum processes by using tensor networks [43,44], analyze properties of two dimensional quantum
lattices by using projected entangled pair states (PEPS) [45], or solve classical statistical physics
problems [46,47].
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The cross-fertilization of quantum physics and thermodynamics has benefited much from the
powerful quantum formalism and computational techniques; however, as thermodynamic concepts
evolved from intuitive/phenomenological definitions to classical-mechanics constructs, extended
with quantum physics and formalism when needed, thermodynamics, in spite of its undeniable
theoretical and practical successes, never managed to fully mature into a genuine fundamental
theory that firmly rests on strong basic postulates. On one hand, this led a growing number of
physicists to consider thermodynamics as incomplete, and on the other, to think quantum theory as
the underlying framework from which equilibrium and nonequilibrium thermodynamics emerge.
Quantum thermodynamics [48,49] is a fairly recent field of play, where new ideas are tested while
revisiting old problems related to cycles, engines, refrigerators, and entropy production, to name
a few [50,51]. Further, quantum technology is a burgeoning field at the interface of physics and
engineering, which seeks to develop devices able to harness quantum effects for computing and
secure communication purposes [52,53]. The wide scale development of such a kind of systems,
which irreversibly interact with an infinite environment, rests on the ability to properly simulate the
open quantum dynamics of their many-body properties and analyze coherence and dissipation at the
quantum level.

How fast quantum thermodynamics will progress is difficult to anticipate as there exist numerous
unsolved problems, especially those related to the proper characterization of the physical processes,
e.g., what qualifies as heat or work on ultrashort time and length scales, where averages become
irrelevant is unclear, and how the laws of thermodynamics may be systematically adapted still may be
debated. To mitigate risks of slow progress, one may resort to approaches that do not rely on models
of systems, but rather on data, the idea being to gain actual knowledge and understanding from data
irrespective of how complex the studied system is. Machine learning (ML) provides perfectly suited
tools for that purpose [54]. ML has a rather long history that can be dated back with the works of
Bayes (1763) on prior knowledge that can be used to calculate the probability of an event as formulated
by Laplace (1812). Much later (1913), Markov chains were proposed as a tool to describe sequences
of events, each being characterized by a probability of occurrence that depends on the actuality of
the previous event only. The main milestone is in 1950, with Turing’s machine that can learn [55],
shortly followed in 1951 by the first neural network machine [56]. Thanks to the huge increase in
computational power over the last two decades, ML is now used for a wide variety of problems [54],
and quantum machine learning now shows extraordinary potential for faster and more efficient than
ever treatment of complex quantum systems problems [57], one major challenge still residing in the
development of the hardware capable to harness and transform this potentiality into actual tool.

With the recent success in the field of deep learning, tools other than those based on tensor
networks work as well as an ansatz. Restricted Boltzmann machine has been successfully applied
as an ansatz to a ground state search, dynamics calculation, and quantum tomography [58-60], as
well as convolution neural network to the two-dimensional frustrated J; — J, model [61]. The deep
autoregressive model was applied very efficiently and elegantly to a ground state search of many-body
quantum system and to classical statistical physics as well [62,63]. It was also recently shown how
ML can establish and classify with high accuracy the chaotic or regular behavior of quantum billiards
models and XXZ spin chains [64]. Thus, it can be useful to transfer deep architectures from the field
of deep learning to the area of many-body quantum systems. A variational autoencoder (VAE) was
used for sampling from probability distributions of quantum states in [65]; in the present work, we
show that state-of-the-art generative architecture called conditional VAE can be applied to describe
the whole family of the ground states of a quantum many-body system. For that purpose, using
quantum tomography (albeit in an approximate fashion as discussed below) and reconstruction tools
developed in [66], we consider the paradigmatic Ising model in a transverse-field as an illustration of
the usefulness and efficiency of our approach. The use of VAE in such a problem is justified by the
simplicity of VAE training, as well as its expressibility [67].
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The article is organized as follows. In Section 2, we give a brief recap of the physics of the Ising
model in a transverse field. In Section 3, we develop our generative model in the framework of the
tensor network. Section 4 is devoted to the variational autoencoder architecture. The results are shown
and discussed in Section 5. The article ends with concluding remarks, followed a by a short series
of appendices.

2. Transverse-Field Ising Model

Among the rich variety of condensed matter systems, magnetic materials are a source of
many fruitful problems, whose studies and solutions inspired discussions and new models beyond
their immediate scope. The Kondo effect (existence of a minimum of electrical resistivity at low
temperature in metals due to the presence of magnetic impurities) is one such problem [68,69],
as it provides an excellent basis for studies of quantum criticality and absolute zero-temperature
phase transitions [70,71] and, also, on a more fundamental level, a concrete example of asymptotic
freedom [69]. Assuming infinite on-site repulsion, the single-impurity Anderson model [68,72]
was used to establish a correspondence between Hamiltonian language and path integral for the
development of nonperturbative methods in quantum field theory [73,74]. One other important model
is that of the Heisenberg Hamiltonian, defined for the study of ferromagnetic materials, and which,
assuming a crystal subjected to an external magnetic field B, reads [75] as

H=-Y ;88 -h-Y 9 6y
(i) j

where, for ease of notations, we introduced h = gugB, with g being the Landé factor and pp = ef1/2m.
being the Bohr magneton (e: elementary electric charge, and me: electron mass); J;j is a parameter
that characterizes the nearest-neighbors exchange interaction between electron spins on the crystal
sites i and j (the quantum spins $' and $/ are vector operators whose components are proportional
to the Pauli matrices). For simplicity, one may consider J;; = ] constant. If ] > 0, then the system is
ferromagnetic and if ] < 0 the system is antiferromagnetic. Hereafter, we fix the electron’s magnetic
moment gup = 1.

Although Equation (1) has a fairly simple form, the exact calculation of the partition function is

Z=Tre PH 2

where B = 1/kgT is the inverse thermal energy, which is possible on the analytical level with the
mean-field approximation that simplifies the Hamiltonian (1), and also for one-dimensional systems,
one difficulty of the Heisenberg Hamiltonian being that the three components of a spin vector operator
do not commute. That said, Heisenberg’s Hamiltonian is very useful to, e.g., study spin frustration [76],
entanglement entropy [77], and also serve as a test case for density-matrix renormalization group
algorithms [78]. Under zero field, Heisenberg’s Hamiltonian is also a simplified form of the Hubbard
model at half-filling, thus including ferromagnetism in the scope of strongly correlated systems studies.

A particular, but very important, approximation of Heisenberg’s Hamiltonian, whose significance
lies in physics, especially for the study of critical phenomena, cannot be underestimated: the so-called
Ising model. In its initial formulation [79], Ising spins are N classical variables, which may take +1 as
values and form a one-dimensional (1D) system characterized by free or periodic boundary conditions.
The classical partition function Z may be calculated analytically for the 1D Ising model, and quantities
such as the average total magnetization are obtained directly [80]:
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In the present work, we consider a 1D quantum spin chain whose Hilbert space is givenby H = ®1N C2.
The system is described by the transverse-field Ising (TFI) Hamiltonian [81]:

. N
H=-]Y oloi +h Y ol )
<i,j) i=1

where U’; (x = x, z) is the Pauli matrix for the a-component of the i-th spin in the chain, and £, is the
magnetic field applied in the transverse direction x. In this case, the spins are no longer the classical
Ising ones and the two terms that compose the Hamiltonian H do not commute, therefore requiring a
full quantum approach. An example of a real-world system that may be studied as a quantum Ising
chain is cobalt niobate (CoNb,Og); in this case, the spins that undergo the phase transition as the
transverse field varies are those of the Co?* ions [82]. The spin states are denoted |+); and |—); at ion
site i. There are two possible ground states: when all N spins are in the state |+) or in the state |—),
i.e.,, when they are all aligned, which defines the ferromagnetic phase.

The phase transition from the ferromagnetic phase to the paramagnetic phase that we speak of
now is of a quantum nature, and not of a thermal nature, as here it is driven only by the external
magnetic field. More precisely, when the transverse field &, is applied with sufficient strength, the spins
align along the x direction, and the spin state at site i is given as the superposition (|+); + |—);) /V2,
which is nothing else but the eigenstate of the x-component of the spin. Therefore, in this particular
case, there is no need to raise the temperature of the system initially in the ferromagnetic phase beyond
the Curie temperature to make it a paramagnet: the many-body system remains in its ground state,
but its properties have changed. Further, note that unlike for the ferromagnetic phase, the quantum
paramagnetic phase has spin-inversion symmetry. An insightful discussion on quantum criticality can
be found in Reference [83].

Now, we briefly comment on the quantity § = 1/kgT in the context of quantum phase transitions,
which, strictly speaking, can only occur at temperature T = 0 K. In fact, close to the absolute zero,
where B — oo, their signatures can be observed as quantum fluctuations dominate thermal fluctuations
in the criticality region, where the quantum critical point lies. The imaginary time formalism [84],
where exp(—BH) is interpreted as an evolution operator, and the partition function Z as a path integral,
provides a way to map a quantum problem onto a classical one with the introduction of the imaginary
time B resulting from a Wick rotation in the complex plane, thus yielding one extra dimension to
the model. In classical thermodynamics, to observe a phase transition in a system requires that its
size (i.e., the number of constituents N) tends to infinity so that the order parameter is non-analytic
at the transition point; so, for the quantum transition, the thermodynamic limit entails the limit
B — oo also: the 1D TFI model is mapped onto an equivalent 2D classical Ising model [85]. The
imaginary time formalism permits implementation of classical Monte Carlo simulations to study
quantum systems. Further discussion, including the sign problem for the quantum spin-1/2 system, is
available in Reference [4].

We have chosen the transverse-field Ising model as an illustrative case for our study for several
reasons. First, as this system is 1-dimensional, we can apply an MPS variational ground state solver [37],
and therefore obtain the ground state solution in MPS representation. We can then perform fast and
exact sampling for generation of large data sets for the training of the VAE. Next, this model can be
solved analytically, which allows us to adequately benchmark our results. Finally, this model shows
a nontrivial behavior around the quantum phase transition point at &, = 1, and thus constitutes an
interesting example to apply a VAE.

3. Generative Model as a Quantum State

Many-body quantum physics is rich in high-dimensional problems. Often, however, with
increasing dimensionality, these become extremely difficult or impossible to solve. One solving
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method is through the reformulation of the quantum mechanical problem as a statistical problem,
when possible. This way, machine learning can be used to effectively solve such a problem, as
machine learning is a tool for the solving of high-dimensional statistical problems [86]. Probabilistic
interpretation allows for using powerful sampling-based methods that work efficiently with high
dimensional data.

An example of the reformulation of a quantum problem as a statistical problem is with
informationally complete (IC) positive-operator valued measures (POVMs) [87]. POVMs describe
the most general measurements of a quantum system. Each particular POVM is defined by a set
of positive semidefinite operators M*, with the normalization condition )}, M* = 1, where 1 is the
identity operator. The fact that the POVM is informationally complete means that using measurement
outcomes one can reconstruct the state of a system with arbitrary accuracy.

The probability of measurement outcome for a quantum system with the density operator p is
governed by Born’s rule: P[a] = Tr(oM"), where { M"} is a particular POVM and « is an outcome result.
In other words, any density matrix can be mapped on a mass function, although not all mass functions
can be mapped on a density matrix [88,89]. Some mass functions lead to non-positive semidefinite
“density matrices”, which is not physically allowed. As such, quantum theory is a constrained version
of probability theory. For a many-body system, these constraints can be very complicated, and direct
consideration of quantum theory as a constrained probability theory is not fruitful. However, if one can
access the samples of the IC POVM induced mass function, which is by definition physically allowed,
this mass function can be reconstructed using generative modeling [66,67]. Samples can be obtained
either by performing generalized measurements over the quantum system or by in silico simulation.

In the present work, we simulate measurements of the ground state of a spin chain with the TFI
Hamiltonian, Equation (4). As a local (one spin) IC POVM, we use the so-called symmetric IC POVM
for qubits (tetrahedral) POVM [90]:

1
M?etra = Z (]1 + S“U) , e (Or 1, 2r3)/ o= (UX/‘T]/rUZ) ’

2v/2 1 V2 o201 V2 2 1
0_ 1_ L R N 2 1) @B (_ve_ et
s'=1(0,0,1), s ( 3 ,0, 3>,s < 3\ 3 3>,s ( 3 3 3>. ()

Note that the many-spin generalization of local IC POVM can easily be obtained by considering the
tensor product of local ones:

MOAN QM2 ... ®MIXN 6)

tetra - tetra tetra tetra®

To simulate measurements outcome under the IC POVM described above, we implement the
following numerical scheme: First, we run a variational MPS ground state solver to obtain the ground
state of the TFI model in the MPS form:

_ 1 2 N
iy, iy = Z Ai1l31A}51i2/52 o 'A/BN—liN @
B1.B2sBN-1

where we use the tensor notation instead of the bra-ket notation for further simplicity, and we obtain
the MPS representation of IC POVM induced mass function:

Plag, g, ..., an] = Y Tays, TTsa06s - - - Moy qans
01,02,-+,0N -1
— _ &y opAn ny*
7T5n 1&n0n — T ﬂn—l.B;q—l Wy ﬁﬂﬁln - [Mtetra]i/ Aﬁ",U‘B,, [A ]ﬁ;z—lils/n (8)
N—— S~
multi—index &, _;  multi—index 5

whose diagrammatic representation [35] is shown in Figure 1. Next, we produce a set of samples of
size M: {ad, ab, ..., :xg\,}f\ﬁ ; from the given probability. The sampling can be efficiently implemented
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as shown in Appendix B. We call this set of samples (outcome measurements) a data set, which
may then be used to train a generative model p[aq, ay, ..., an|0] to emulate the true mass function
Plag, ap,...,an]. Here, 0 is the set of parameters of the generative model, which is trained
by maximizing the logarithmic likelihood £(8) = Y, logplai,ab,...,ak|6] with respect to the
parameters 6 [91]. The trained generative model fully characterizes a quantum state. The density
matrix is obtained by applying an inverse transformation to the mass function [92]:

0= Z p[le, X2, N ‘9} [Mtet‘ra} ® [Mtetra} - ® [Mtetra} ’

X102, N

[Mtetra} T ] tetra/ (9)

a/
!
Ty =Tr (MfetraM?etra) ’
the diagrammatic representation of which is given in Figure 2. Note that the summation included in

the density matrix representation is numerically intractable, but we can estimate it using samplings
from the generative model.

9 B fr D

n = "=
PrsiPn j Pla,a,, ...,ay]l =

ap @, e ay

a c) Multi —indices
e
n—l .

[An ﬁn—lé— n 716 _1an6n =

ﬂn— Iﬂ" " :l—l

[Mtetra]g' =

Figure 1. Tensor diagrams for (a) building blocks, (b) matrix product state (MPS) representation of
measurement outcome probability, and (c) its subtensor.

a) b)

Figure 2. Tensor diagrams for (a) building blocks and (b) inverse transformation from a mass function
to a density matrix.

Our goal is to use a generative model as an effective representation of quantum states to calculate
the mean values of observables such as, e.g., two-point and higher-order correlation functions. An
explicit expression of the two-point correlation function obtained by sampling from the trained
generative model is shown in Figure 3. To obtain the ground state of the TFI model, we use a
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variational MPS ground state search, and we pick the bond dimension of MPS equal to 25 and perform
5 DMRG sweeps to get an approximate ground state in the MPS form. We use the variational MPS
solver provided by the mpnum toolbox [93].

ok ok o gk
(o7 0}) =Tr(paz’-‘a;-‘) = ~ IlVIEk
=0

i i

Figure 3. Tensor diagrams representing calculation of two-point correlation function.
4. Variational Autoencoder Architecture

In our work, we use a conditional VAE [94] to represent quantum states. A conditional VAE is a
generative model expressed by the following probability distribution,

plxle ) = [ plxlz, 6, hplzldz, (10)

where x is the data we want to simulate; 6 represents the VAE parameters, which can be tuned to get
the desired probability distribution over x; / is the condition; and z is a vector of latent variables. In
our case, x is the quantum measurement outcome in one-hot notation. A collection of measurement
outcomes is a matrix of size N x 4, where N is the number of particles in the chain and 4 is the number
of possible outcomes of the tetrahedral IC POVM, which is either [1000], [0100], [0010], or [0001]. & is
the external magnetic field. The probability distribution p[x|z, 6, h] can thus be written as

N 4
plx|z, 6,k =[] [ 7ij(z h, 0)", (11

i=1j=1

where Ttij (z,h,0) is the neural network in our architecture, and, more precisely, TTj is the probability of
the j outcome of the POVM for the it" spin with 2}11 mjj = 1and 7t;; > 0. The quantity p|[z] is the

prior distribution over latent variables, which is simply given by N (0,I) = ﬁ exp {f%sz}, with
T

I being the identical covariance matrix. We take the number of latent variables equal to the number of
spins, N. Essentially, we want to optimize our VAE so that its probability matches the probability of
the quantum measurement outcomes as closely as possible. This can be done using the well-known
maximum likelihood estimation:

M
OpmLE = argmax Z log(p[x;|6,h]), (12)
0 i=1

where {x;}}, is the data set of outcome measurements. We cannot simply maximize this function
using, for example, a gradient descent method, due to the presence of hidden variables in the structure
of this function. However, we can overcome this problem by using the Evidence Lower Bound
(ELBO) [95] and the reparametrization trick shown in [96]. The detailed description of the procedure is
given in the Appendix A.
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Once trained, the VAE is a simple and efficient way to produce new samples from its probability
distribution. It can be done in three steps. First, we produce a sample from the prior distribution
plz] = N(0,1). Next, we feed this sample and the external magnetic field value into the neural network
decoder 7t;i(z, 6, h), which returns the matrix of probabilities. Finally, we sample from the matrix
of probability 77;;(z, 6, h) to generate “fake” outcome measurements. A visual representation of the
sampling method is shown in Figure 4.

samples
NN

—

Figure 4. Sampling scheme with the trained variational autoencoder (VAE).

)

decoder

generated

In many problems, gradients of observables with respect to different model parameters yield
quantities of interest. For example, one may consider the magnetic differential susceptibility tensor
Xij = Oou;/dh;. It can be done efficiently by using backpropagation through the VAE architecture but,
as samples from the VAE are discrete, a straightforward backpropagation is impossible. In recent
papers [97-99], a method called the Gumbel-softmax was introduced to overcome this difficulty
through continuous relaxation. The spirit, and therefore the physical meaning of the method, may
be understood with a short discussion of the so-called simulated annealing technique, which is often
used to solve discrete optimization problems. Broadly speaking, the simulated annealing rests on
the introduction of a parameter that acts as an artificial “temperature”, which varies continuously
to modify the state of the system in search of a global optimum. Starting from a given state, for
some values of the temperature, if the system mostly explores the neighboring states, moving among
them and possibly in the vicinity of the “better” ones, i.e., with lower energy, it may get and remain
close to a local optimum, or local energy minimum in the thermodynamic language; however, to
avoid remaining in a locally optimal region, “bad” moves leading to worse (i.e., higher energy) states
are useful to explore the temperature space more completely improving the chance to find a global
optimum or at least to be near it. To each move an energy variation, AE, is associated; it is the
continuous character of the fictitious temperature that makes the discrete problem continuous as the
probability exp(—AE) /kgT of acceptance of a state is continuous. Although this approach has been
known for a long time [100], it remains topical and under active development [101,102]. The method
of continuous relaxation we use also exploits such an artificial temperature to make discrete samples
continuous.

The Gumbel-softmax trick, consists of three steps:

1.  We calculate the matrix of log probabilities, taking element-wise logarithm of decoder network
log 711 10g UShEEE log TN
log 1 log 7p; . .. log mmoN
log 731 10g 732 .. log TI3N
log g1 log myy ... log myn
2. We generate a matrix of samples from the standard Gumbel distribution G and sum it up
element-wise with the matrix of log probabilities log I'l: Z = logIT+ G,
3.  Finally, we take the softmax function of the result from the previous step: xf@ke(T) =

output: log IT =

’

soft
softmax(Z/T), where T is a temperature of softmax. The softmax functions is defined by the
expression softmax(x;j) = _e(y)
P g Tiexp(x;)
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The quantity xi?)l;f (T) has a number of remarkable properties: first, it becomes an exact one-hot

sample when T — 0; second, we can backpropagate through soft samples for any T> 0. The method is
validated in the next section.

Before we proceed to the presentation and discussion of our results, and to better see the added
value of the VAE, it is instructive to compare MPS and VAE (NN) in terms of expressibility, i.e.,
“estimation of MPS states via incomplete local measurements” vs “VAE reconstruction”. As the state of
the system is assumed to be unknown, and some measurement outcomes are only known for different
magnetic fields, these outcomes are too few for exact tomography. Further, it is known that for a
given bond dimension d, the entangled entropy cannot be larger than log(d); in other words, the bond
dimension of MPS places an upper bound on the entangled entropy. Thus, the MPS representation
describes well only quantum states with low entangled entropy, i.e., quantum states which satisfy
the area law [103,104]. The situation with neural network quantum states (NQS) is different: there is
no such a restriction for NQS. Moreover, the existence of NQS with volume-law entanglement [105]
shows a promising development of new, and possibly powerful, NN-based approaches to representing
many-body quantum systems.

5. Results

Here, we show that the VAE trained on a set of preliminary measurements is capable to describe
the physics of the whole family of TFI models. We validate our results by comparing VAE-based
calculations with numerically exact calculations performed by variational MPS algorithm [35].
Additionally, to assess the capabilities of the VAE, we consider a spin chain with 32 spins. We
calculate the MPS representation of the ground state and extract information from it by performing
measurements over the state. The external field in the x-direction is varied from 0 to 2 with a step of
0.1. The VAE is trained on a data set (TFI measurement outcomes) consisting of 10.5 million samples in
total: 21 external fields &, with 500,000 samples per field.

To evaluate the VAE performance, we simply compare directly the numerically exact correlation
functions with those reconstructed with our VAE. Those of n = 1,...,32, (¢}o?'), and (clo”) are shown
in Figures 5 and 6, respectively, and we compare the numerically exact and the VAE-based average
magnetizations along x, given by (0 for each position of the spin along the chain, in Figure 7. We see
that the VAE captures well the physics of the one- and two-point correlation functions. Figure 8 shows
the total magnetizations, yix and ji-, in the x and z directions, respectively, with y; = % Z]-I\Ll <0’Zj ), and
we see that the VAE is a tool well-suited for the description of the quantum phase transition and
also finite-size effects: whereas for the infinite TFI chain, i.e., in the thermodynamic limit, the phase
transition is observed at /1, = 1, and the finite size of the system yields a shift of the critical point at
hy = 0.9. Also note that in the T — 0 limit, the magnetization M defined in Equation (3) coincides
exactly with the magnetization y defined above.

A backpropagation algorithm combined with the Gumbel-softmax trick may be used to evaluate
the derivative of an output over an input. We use this approach to calculate some elements of a
magnetic differential susceptibility tensor Xij = ou;/oh i in particular, xyx and x.x shown in Figure 9.
The backpropagation-based magnetic differential susceptibility agrees well with the numerically
calculated one (central differences). The main advantage of the backpropagation-based calculation is
its numerical efficiency. The VAE may thus be trained with an arbitrary set of external parameters, i.e.,
not only &y, but also 1, and &, and yield the full differential susceptibility tensor.
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Figure 7. Average magnetization per site along x for different values of external magnetic field /.
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Figure 8. Total magnetization along x and z axes for different values of external magnetic field .
The location of the critical region is slightly shifted towards smaller values of iy due to the finite size of

the chain.
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Figure 9. Backpropagation-based and numerical-based (central differences) values of xxx and Xz for
different values of external magnetic field 1,. Both derivatives slightly fluctuate due to VAE error.

At this stage, we could conclude that the VAE is capable to describe the physics of one- and
two-point correlation functions, and therefore the TFI physics. However, notwithstanding the ability
of the VAE to yield correlation functions that fit well numerically-exact correlation functions, this is
not yet a full proof that it represents quantum states well. To address this point, we consider a small
spin chain (five spins with TFI Hamiltonian and an external magnetic field 7, = 0.9) for which we
calculate both the exact mass function and that estimated from VAE samples. Figure 10 shows that the
VAE result again fits the numerically exact mass function with high accuracy. Further, we calculate the

pvae [‘X]
Pexact[]
magnetic field hy. Results reported in Figure 11 show that BC(pyae, Pexact) > 0.99 over the whole h

range, which thus proves that the VAE represents a quantum state well, at least for small spin chains.

Bhattacharyya coefficient [106]: BC(pvae, Pexact) = Ya Pexact|®] as a function of the external
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Figure 10. Comparison of two positive-operator valued measure (POVM)-induced mass functions
(P[a] = Tr(pM")) for a chain of size 5: numerically exact mass function and reconstructed from VAE
samples mass function. A sequence of indices a has been transformed into a single multi-index. Indices
have been ordered to put numerically exact probability in descending order. A good agreement
between the mass functions is observed.
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Figure 11. Dependence of the classical fidelity on the external magnetic field. A high predictive
accuracy is demonstrated for the whole set of fields.

The structure of the entanglement is an another interesting subject that we would like to validate.
The essence of entanglement between two parts of the chain, which is split into 7 left spins and N — n
right spins, can be described by the Réniy entropy of the left part of this chain: S5, = ﬁ log Trpy,
where p, is the density matrix of the first n spins in the chain. We estimate the Rényi entropy of order
2: Sy = —log(Trp?), as it can be efficiently calculated from the matrix product representation of the
density matrix and from the VAE samples. However, as sample-based estimation of the entangled
entropy has a variance that grows exponentially with the number of spins, we consider a small spin
chain of size 10. A direct comparison between the numerically exact and the VAE-based entangled
entropies is shown for different values of n in Figure 12. For this particular case, the VAE clearly
overestimates the entangled entropy. This undesirable effect is indeed observed for all sizes of spin
chains, and even for the spin chain of size 5, for which we have an excellent agreement between the
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numerically exact mass function and the VAE-based result. The entropy S, is sensitive to small errors
in the mass function, but it also appears that the primary method of state reconstruction used in the
present work has the following shortcomings.

0.7

numerically exact entropy
entropy estimated from VAE samples

0.6

0.5

0.4+

0.3 4

0.2 4

0.1 T T T T

0 2 4 6 8 10
n

Figure 12. Comparison of the numerically exact Rényi entropy and that reconstructed from the VAE
samples for different values of 7.

1. If one reconstructs a pure state, the VAE smooths the spectrum of the density matrix and
approximates the pure state by a slightly mixed state, as illustrated with a simple example
in Figure 13.

2. The VAE does not account the positivity constraints, which yields negative eigenvalues for the
density matrix. These negative eigenvalues even appear in the spectrum of the reduced density
matrix, as shown in Figure 13.

Density matrix eigenvalues:
numerically exact
estimated from VAE samples|
1.0
N=3 spins N=5 spins
0.8 1
0.6 1
o
.(% Entropy: Entropy:
é 044 exact=0.14 | exact = 0.00
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00— —
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Figure 13. Comparison of numerically exact spectra of density matrices and VAE-estimated spectra.
The ground state spectra of the spin chain of size 5 with an external magnetic field & = 0.9 is shown on
the right panel, and the spectra of the reduced density matrix (last 3 spins) are shown on the left panel.
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These drawbacks hinder a robust description of the entanglement structure. In addition to the
mismatch between the Rényi entropies (S;), the entropy of a reduced density matrix can be larger than
the entropy of the whole density matrix, which is erroneous. This particular issue, now identified, may
be resolved by introduction of a particular regularization term into the VAE loss. This is the object of
future work.

Finally, it is also instructive to comment on the memory costs of the use of either MPS or VAE,
which is somehow a tricky question, as it is unclear for any NN-based architecture what numbers of
layers and neurons per layer are needed because there is no criterion for NN, whereas for the MPS
and tensor networks, there is one. Thus, a direct comparison of NN architectures and tensor networks
(MPS, etc.) is certainly a difficult task, and in our opinion, likely an impossible one. At this stage, we
may say the following. For a given spin chain of size N and maximal entangled entropy between
subchains S = —Trp log p, the MPS requires to store approximately 2N exp (2S) complex numbers; this
follows from the fact that one then considers N subtensors of size exp (S) x 2 x exp (S), where exp (S)
is the typical (approximate) size of bond dimension. For a VAE, although it seems that there are no
entropic restrictions, the proper quantitative characterization of the “neural network” complexity of
a quantum state still is an open question (for tensor networks, it is the entangled entropy). A VAE
contains two neural networks: encoder and decoder. To store a feed-forward neural network, one
has to store ) ; /;_1 x I; + I; real numbers, with [; being the number of neurons in the layer number
i. In general, one may conclude that the MPS is preferable for low entangled states, and the VAE is
preferable for highly entangled states.

6. Conclusions

The thermodynamic study of complex many-body quantum systems still requires the
development of new methods, including those that may stem from machine learning. The quantum
Ising model, which is of particular importance for practical purposes [107,108], provides a rich
framework to test these new methods that are also useful to obtain deeper physical insight into
its nonequilibrium dynamics properties such as, e.g., quantum fluctuations propagation [109]. In the
present work, we studied the ability of a VAE to reconstruct the physics of quantum many-body
systems, using the transverse-field Ising model as a nontrivial example. We used the IC POVM to
map the quantum problem onto a probabilistic domain and vice versa. We trained the VAE on a
set of samples from the transformed quantum problem, and our numerical experiments show the
following results.

e  For a large system (32 spins), the VAE's reliability is verified by comparing one- and two-point
correlation functions.

e  For small system (five spins), the VAE’s reliability is verified by direct comparison of
mass functions.

e The VAE can capture a quantum phase transition.

e The response functions (magnetic differential susceptibility tensor) can be obtained using
backpropagation through VAE.

e Despite the very good agreement between the VAE-based mass function and the true mass
function, the VAE shows limited performance with the determination of the entangled entropy.
This is point is the object of further development.

Our method can be extended to any other thermodynamic system by introduction of the
temperature as an external parameter, thereby considering also thermal phase transitions. As one can
calculate different thermodynamic quantities by applying backpropagation through VAE, a worthwhile
and highly complex system to study would be water under its difference phases, so as to test recent
new ideas and models [110,111].

Our code for our numerical experiments is available on the GitHub repository website [112].
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Abbreviations

The following abbreviations are used in this manuscript.

VAE Variational Autoencoder
MPS Matrix product state

TFI Transverse-field Ising

1C Informationally incomplete

POVM  Positive-operator valued measure
ELBO  Evidence lower bound

NN Neural network

KL Kullback-Leibler

DMRG  Density matrix renormalization group

Appendix A. VAE: Training and Implementation Details

When training our VAE, we find the arg maximum of the logarithmic likelihood £(0) w.r.t. its
parameters 6:

OmLe = argmaxL(0) = argmaxlog(p(x|6, h]), (A1)
0 0

Equation (A1) cannot directly be evaluated, because of hidden variables in the structure of p[x|6, h].
We can, however, simplify this problem by introducing a distribution over hidden variables z.
Remember that the probability distribution can be described as p[x|0,h] = [ p[x|z,6, h]p|z]dz, so
that the expression for the log likelihood becomes

L(0) = log </p[x\z,9,h]p[z]dz> . (A2)

We can then use a mathematical trick that might seem counterintuitive at first glance, but ultimately
qlzlx.01)

s — L whereg[z[x, 0, 1]

becomes quite powerful. We multiply the function inside the integral by

is some arbitrary distribution that can be adjusted with 8, so that

L(0) = log (/p[x|z,0,h]p[z]dz> =log (/ %p[x\z,&h]p[z]dz)

_ rlz]
= log (Eq[z‘xﬁrh]p[ﬂz, G,h]m> (A3)

where the quantity Ef|,j denotes the expectation value w.r.t some distribution f[x]. We can then use
Jensen’s inequality to show that

plz] plz]
log <Eq[z|x,§,h]p[x‘zl 6, h] m) = Eq[z\x,é,h] log <p[x|z, 0, h] m . (A4)
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where the rhs of this inequality is the lower bound of the log likelihood, as it will always be greater
than or equal to the lower bound, and equality can always be achieved by a proper choice of g if it is in
a complex enough family.

Maximizing the lower bound is equivalent to maximizing the log likelihood. We can decompose
this lower bound term into two terms:

£(6) > ELBO(6,0) = E, ., 5, log (plx|z, 6,h]) — /q[z\x,@,h] log %’j’h]dz (A5)

Note that the second term is equivalent to the Kullback-Leibler divergence KL(q[z|x,8,h] || p[z]).
In our case, we picked the particular distribution forms that reflect the structure of our problem:

N 4
plx|z,8,h] = HH”U(Z/ 6,h)%i,

i=1j=1
qlz[x,8,h] = N (ui(x,6,h), Diag (o7 (x,0,1))), (A6)
Plz] = N(0,1)

where yi; and o; are given by the encoder neural network, and 77;; is given by the decoder neural
network, with E _1 7jj = 1and 7;; > 0, which can be achieved by applying the softmax funtion to the
output of the neural network. Now, we can use the reparametrization trick to change the variable in
the integral z = aj(x, g, h)e + ;tj(x, 8, h), where ¢ i~ N (0, 1), to simplify this expression to

Mz
[\1»

ELBO(6,0) = ) lxl] (log (i (0i(x, 6, h)e + pi(x,0,h),6, h)))ngN(O’I)
i=1j=
N - 2(x,0,h) + p?(x,0,h) —1
-y <1ogai(x,e,h)_”1(xf , Hg‘z("f ) > (A7)
i=1

The first term is the cross-entropy, which pushes the probability distribution to be as close as
possible to the data. The second term is the regularizer, which forces the latent variable z not to diverge
too much from the normal distribution N (0, I), so that the VAE can be used to generate new data
once it is trained. Note that both x;; and ¢; must be positive. Instead of adding a constraint to the
VAE, which would be difficult to do, we train the VAE for the variables IT = log 7t and ¢ = 2logo.
Equation (A7) then becomes

Mz
aglS

ELBO(0,6) = X <Hi]-(e5f<"'§'”>/2s+ wi(x, é,h),e,h)>

1 £j~/\/’(0/l)

Il
-

i=1j

™M=

1 h (x,0,h hl
= (g,»(x,e,h) — i) _ 42y §,1) +1). (A8)

Il
—

i

Now, ELBO(6, 8) can be effectively optimized using gradient descent methods, averaging over
¢ can be done by sampling. Generalizing to a data set of size M: {x* }M | can be easily done and is
shown by

M»

1y

Mz

ELB T (o5 (<) /2
o0 k=1i=1j=1 XI < v . £+y,(x 0 h).6, h)>sj~/\/(0,1)
18 on 2k &
2, 2 y (g, K, 8,1) — S EAN) _y2(5k g 1) +1). (A9)
k=1i=1

A visual representation of the VAE architecture is shown in Figure A1.
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Figure Al. Architecture of the variational autoencoder.

To solve the optimization problem, we use Adam optimizer [113] with standard parameters
(Ir = 0.001, 81 = 09,82, = 0.999). For the encoder and decoder, we use fully-connected neural
networks with two hidden layers and 256 neurons on each. We train the VAE using batches of size
100,000 samples and for 750 epochs.

Appendix B. Sampling from POVM-Induced Mass Function

The mass function induced by POVM Play, ay, . .., an] has a form of matrix product state. Thus,
one can easily calculate any marginal mass function because a summation over any « can be done
locally. Any conditional mass functions can be also calculated by using marginal mass functions. Thus,
one can calculate chain decomposition of the whole mass function:

P[lxl,le, .. .,D(N] = P[DCN]P[(XN,l‘aN}P[OéN,zMN,l,IXN} .. .P[D{l‘oéz, .. .,DCN] (AlO)

With this decomposition, one can produce a sample &y from P[ay] first, then a sample &y_1 from
Plan_1|@n], and continue up to the end of the chain. The obtained set {&1,&y,..., &y} is a valid
sample from the mass function.
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Abstract: The thermodynamic and transport properties of weakly non-ideal, high-density partially
ionized hydrogen plasma are investigated, accounting for quantum effects due to the change in the
energy spectrum of atomic hydrogen when the electron—proton interaction is considered embedded
in the surrounding particles. The complexity of the rigorous approach led to the development of
simplified models, able to include the neighbor-effects on the isolated system while remaining
consistent with the traditional thermodynamic approach. High-density conditions have been
simulated assuming particle interactions described by a screened Coulomb potential.

Keywords: Debye plasmas; thermodynamics; pressure-ionization; electrical conductivity

1. Introduction

The development of new technologies and experimental techniques has triggered
intensive theoretical studies on modeling spatially confined quantum systems [1,2] and also
extreme-high-pressure plasmas [3] like in stellar envelopes [4]. The thermodynamics of high-density
hydrogen plasmas has been deeply investigated [5-9], due to the necessity of properly accounting for
the effects of the multi-body interaction and in principle requiring the reformulation of the statistical
mechanics in terms of a global Hamiltonian for the whole gas, instead of the usual separable form of
non-interacting chemical species characterized through internal and translational partition functions.
The non-ideality also affects the transport properties and in the case of dense, non-ideal, weakly-ionized
Debye hydrogen plasma, the electrical conductivity in the non-metal-to-metal transition region at
150 GPa has been measured [10].

The investigation of the thermodynamic and transport properties of highly-dense hydrogen
(and its isotopes) and helium plasmas is in fact relevant to many different fields, from astrophysics,
for applications to low mass stars and giant planets [11], to inertial confinement fusion for the
understanding of the ignition phase. Moreover, hot dense hydrogen and deuterium plasmas can be
generated in a laboratory with shock compression, allowing the experimental accurate determination
of the molecular-to-atomic transition along the principal Hugoniot to be compared with theoretical
first-principle results [12].

It is also worth noting that atomic properties (level ensemble, electrical properties, static
polarizability and hyperpolarizability [13-15] and optical oscillator strengths [16]) and the dynamics of
collisions (electron impact excitation and ionization [17], symmetric charge exchange [18-20]) change
in high-density regimes and are the subject in recent years of an intense investigation focused on the
atomic hydrogen system.

In this paper, the thermodynamic properties and the electrical conductivity of weakly non-ideal,
high-density partially ionized hydrogen plasma are investigated, accounting for quantum effects due
to the change in the energy spectrum of atomic hydrogen when the electron-proton interaction is
considered embedded in the surrounding particles. High-density conditions were simulated assuming
atomic hydrogen described by a static screened Coulomb potential.

Entropy 2020, 22, 237; doi:10.3390/e22020237 159 www.mdpi.com/journal/entropy
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The Debye-Hiickel or Yukawa potential, derived from the linearization of the exponential in the
Poisson-Boltzmann equation [21,22], is considered suitable for the description of weakly-coupled
plasmas, i.e., when the coupling parameter I' = 1/(akgT,) < 1, where a = [3/ (47tN,)]*/3 and N,
is the free electron density, and has been used in the literature for the estimation of the effects on
collision processes [17,19,23-27]. The conditions explored in the present paper, the electron density
ranging from 10'® to 102 cm~3 and the temperature from 10* to 5 10* K, are compatible with weak
coupling up to 1,=10??, while for higher densities the value of T is greater than the unity and in
principle would require a quantum approach to properly treat the interaction in these strongly-coupled
plasmas. In fact, the chemical picture of the interaction offered by the Yukawa potential fails in a
strongly correlated quantum regime, where other effects need to be accounted for, such as the ion-ion
correlation, the electron exchange, the consistent statistics for electrons and therefore the accurate ab
initial molecular dynamics method has to be resorted to [28-30]. Another important issue in both
weakly- and strongly-coupled plasmas and neglected in this paper is the dynamical nature of screening,
affecting the interaction potential between electrons and ions, and in turn, the transport properties
of the plasma and the dynamics of elastic and reactive collisions [21,31,32]. In fact, plasma density
fluctuations, due to inter-particle correlation in dense plasmas, produce time-dependent effects in the
interaction of electrons and ions, due to the polarization induced by the electron on the surrounding
plasma particles, that critically depends on the ratio between the electron velocity and its thermal
velocity. The effect of dynamic screening on scattering processes in weakly-coupled plasmas has
been investigated [25,33,34], showing that the use of static screening overestimates the shielding,
therefore, we would expect an increase of the elastic transport cross-sections reducing the electrical
and thermal conductivities.

2. Results

2.1. Thermodynamics

In weakly non-ideal, partially ionized Debye plasmas, the electron—proton interaction embedded
in the surrounding particles can be adequately described by the Yukawa potential, i.e., the static
screened Coulomb potential (in atomic units), which is

_exp(—r/Ap)

Uu(r) = .

1
where
Ap = 1/kpT./(47N,) 2

is the Debye length, kp the Boltzmann constant, T, the electron temperature and N, the electron density,
with severe confined conditions being related to small Ap values.

The atomic hydrogen levels have been calculated by discretization of the radial differential
equation and for solving eigenvalues and eigenvectors for different screening conditions, from 2000 to
0.9 Bohr radii [a¢], so as to obtain a smooth description of the variation of level energy with the Debye
length towards the critical transition to the continuum. In fact, the quantum effects act in modifying
the H level structure and lead to a finite number of bound states [7,35]. As the screening increases, i.e.,
in very high-pressure regimes, the ground state moves towards the continuum, reducing the ionization
potential, here estimated through the Koopman theorem, as shown in Figure 1a. Correspondingly, the
radial wavefunction of the 1s level, displayed in Figure 1b, becomes more diffuse, describing a physical
condition characterized by an electron loosely bound to the nucleus. The system of excited levels also
move to the ionization limit, entering the continuum (Mott effect) [7], therefore, the number of bound
levels progressively reduces as the Debye length decreases, up to a critical value of last existence of the
only 1s state, below which bound states are not admitted and the plasma is fully ionized.
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Figure 1. (a) Dependence of the ionization potential of atomic hydrogen on the Debye length (6 = 10%ay).
(b) Radial wavefunction of the H(1s) ground level for different screening conditions, from isolated
atom (Ap = c0) to severe confinement corresponding to very low values of Ap.

In the framework of statistical thermodynamics, the state functions are fully determined by the
partition function of the system Q and the ionization equilibrium is governed by the Saha equation

Ny+Ne _ 297 L 3
Ny On kgT

where QO is the translational partition function and is derived for a plasma at pressure p in a continuum
approximation, while the Qy is the internal partition function of atomic hydrogen.

Mmax

Qn =2 Z (2€ + 1) exp [_(en,ﬂ - Els)/kBT} (4)
n,l

For ideal plasmas, the natural divergency of the internal partition function is avoided, truncating
the summation in Equation (4) by using the cutoff criteria, i.e., the minimum value between the Fermi
and the Griem cutoff [22]. In Debye plasmas, the finiteness of the number of atomic levels due to the
screening presents the very attractive feature of a natural cutoff. In this case, the eigenvalues become
dependent on the value of the Debye length that is consistent with the equilibrium in the plasma
system, that is Sgi and in turn

n)‘D

Qu =2) (20 +1)exp (e, —&7)/kpT] (5)
nt

The mutual dependence of the Debye length and of the equilibrium value of the number density
of electrons, N,, makes the determination of Ap an iterative procedure that allows the self-consistency
of the values characterizing the plasma at a given temperature and pressure. The non-ideal character
of the plasma is usually accounted for, including the Debye-Hiickel correction in the calculation
of the lowering of the ionization energy [36]. This term for the hydrogen atom corresponds to the
so-called self-energy shift, A = —e2/Ap, thus leading to an effective value [7,22] Lo = Ip + A, where
Iy is the ionization potential of the isolated, unperturbed hydrogen atom. However, the effect of the
modification in the energy level scheme due to the screening also affects the internal partition function,
producing an additional lowering that is incorporated in the internal partition function

Ol = Onexp[—(e1s — &10) /kgT] ©6)

It should be stressed that in the present paper, the free electrons are described through the classical
Boltzmann statics, but for us to move to strongly non-ideal dense plasmas, the inclusion of the quantum
Fermi statistics would be required [37-39].

In Figure 2a,b, the temperature dependence of the internal partition function and of the Debye
length is self-consistently determined, following the notation adopted in the literature, for a specific
value of the total electron density, n, = N, + Ny, i.e., electrons bound in an atomic system plus free
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electrons formed in ionization, n, = 102 cm 3

are reported. The Debye length reported is actually

calculated while also considering the shielding of ionic species and not only free electrons [22].
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Figure 2. (a) Atomic hydrogen internal partition function as a function of temperature at 1z, = 102 cm 3,
calculated with the unperturbed levels with cut-off criteria, Qp, including all the levels consistent
with the Debye length in the plasma and accounting for the lowering of ionization potential, QEJ ,and
considering the additional ionization lowering, Q};. (b) Corresponding temperature behavior of the

Debye length, self-consistently determined in the three cases.

The results obtained using the eigenvalues for the unperturbed atom are compared with the
partition functions calculated, accounting for the Ap-dependent energy levels and of the additional
lowering. The partition function in the case of unperturbed levels is actually lower than the values
obtained by accounting for the actual levels, as already shown in the literature [40], in fact, the change
in the energy-spacing of levels for a screened Coulomb potential allows a larger number of levels
to be kept in the summation with respect to what was established with an external cutoff criterion.
The inclusion of the additional lowering significantly affects the effective partition function, especially
for temperature below 20,000 K. It is also worth noting that the Debye length is also affected in the
three different cases attaining values of the order of tens of Bohrs.

The ionization degree « = N,/ (N, + Ny) has been calculated at a constant total electron density,
from 10 to 102 cm—3, over a wide temperature range [15,000-50,000 K]. For higher densities,
the theoretical framework is no longer able to deal with the non-ideal effects in the presence of
strongly-coupled plasmas and different approaches need to be considered [41].

T T T
50000 K A a8
=< v w7
8
¥
=
=
-2
N -
S
2 =20 000 K g b
3 \\ - \\
= sJsq00k T |
. S = . "
\\. \
N \
“a \
T=15000 K “%%__, | .
s S N
L h e AN
0'?016 1018 1020 1022
-3
n, [cm?]

Figure 3. Isotherms of the ionization degree of atomic hydrogen plasma as a function of total electron
density in the plasma 7,, obtained neglecting (dotted lines) and including (markers and lines) the effect
of electronic levels, compared with theoretical results in the literature (dashed lines) [7]. Experimental
results for a hydrogen arc at a pressure of 10 atm [42] are also reported (squares).
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The isotherms are shown in Figure 3, and exhibit the phenomenon of pressure ionization [7,22],
i.e., the rapid increase of « in the high-density regime. Contrary to what is expected in ideal plasmas,
where the pressure (or density) increase produces a temperature shift in the ionization equilibrium,
thus retarding its onset, the non-ideal quantum effects favor the ionization process and produce
the observed increase of a merging to the fully ionized case in the limit of high temperature or
very-high densities. The results obtained in this work considering only the Debye-Hiickel correction
to the ionization potential compare well with those reported in the literature [7]. The isotherm at
15,000 K presents a critical behavior around 2 x 1022 cm 3 that produces an ultra-fast transition to
the full ionization and corresponds to the condition of lowest values for the Debye length and to the
disappearance of any bound state for the atomic hydrogen. In the same figure, the isotherms are
calculated including the effect of additional lowering of the ionization potential, due to the non-ideal
effects on the electronic atomic structure, and these show a more pronounced pressure ionization.

Inspection of the isotherms clearly shows the presence of oscillations, more pronounced in the case
of additional lowering. These oscillations are due to the fact that the internal partition function Qy has
a non-regular behavior with the total electron density due to the induced modification in the atomic
internal level structure, that introduces discontinuities. This behavior is mirrored on the equilibrium
constant Kp that shows a non-regular increase with the density differently from the pressure that
increases rapidly and thus producing, as a combined effect, the oscillations in the molar fractions of
species and in the ionization degree, representing an ultimate result of the Mott effect of bound levels
transitioning to the continuum.

In Figure 3 the ionization degree derived from experiments in a hydrogen arc at a pressure of
10 atm [42] for three different temperature values, approximately corresponding to a total electron
density of 1018 cm—3, are also reported, showing a satisfactory agreement with the theoretically
predicted values. Unfortunately, there is no available experimental data that could validate the results
at higher densities, that is where the non-ideal phenomenon manifests itself.

Concerning the validity of the present approach with respect to theories that can handle the
quantum physics of plasmas even in strongly coupled conditions, the results derived for the hydrogen
plasma by using the direct fermionic path integral Monte Carlo (PIMC) method [41,43] are compared
with present results in Figure 4a,b. In Figure 4c, the temperature behavior of the Helmholtz free energy
is also reported for two values of the total electron density.

Qs ) 1 v
A= —kgTY N, (In =5 41) — —kpT—r
BbZ‘<nNS+ 127 723

@)
where V is the gas volume, N is the number of particles of the s-th species and the last term on the
right-side of equation represents the Debye-Hiickel correction, contributing not more than 11%.

The PIMC simulations allow for the estimation of the internal partition function from
configurational integrals that simultaneously includes the different interactions among elementary
particles in the atomic system (electrons and protons) in the frame of a physical picture. The pressure
isochors (Figure 4a) for two density values are in very good agreement with PIMC simulation [41].
Figure 4b displays the internal energy of the hydrogen plasma as a function of 7, for a selected value
of the temperature and the comparison, limited to the upper value explored in this work, shows again
a satisfactory agreement with the PIMC simulation.
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Figure 4. (a) Pressure isochors of a hydrogen plasma as a function of temperature for two different
values of the total electron density (dashed lines) compared to results in the literature (closed
squares) [41]. (b) Internal energy of the atomic hydrogen plasma as a function of the total electron
density at the temperature T = 5 x 10* K (dashed line) compared with results obtained in path integral
Monte Carlo (PIMC) simulation [43]. (c) Helmholtz free energy as a function of temperature for two
different values of the total electron density (dashed lines) and corresponding relative Debye-Hiickel
corrections, AA/ A (dotted lines).

2.2. Transport: The Electrical Conductivity

The effects of non-ideality on transport properties have been investigated in the frame of the
Chapman-Enskog theory [44]. As is well-known, in this theory, the binary interactions are described
through the collision integrals, and the non-ideal quantum effects producing a change in the internal
level structure of atoms also significantly affects the quantities directly related to the transport
cross-sections. However, in this paper we are focused on the effect of the change in the thermodynamic
equilibrium, due to the accounting for the additional lowering, on electrical conductivity and therefore
the collision integrals for e-H and H-H interactions are assumed to be unaffected, the corresponding
screening-independent transport cross-sections taken from the literature [45], while charged-particle
interactions, including electron-electron, modeled with accurate Debye-length-dependent collision
integrals by Mason [46,47], recently fitted in a wide temperature range in [48].

The electrical conductivity of the atomic hydrogen Debye plasma is displayed in Figure 5 as a
function of the total electron density for three values of the temperature, considering the two cases,
i.e., neglecting or accounting for the additional lowering of the ionization potential. In Figure 5a the o
exhibits a behavior with the increase of the screening in the plasma that is largely dependent on the
electron density, and thus mirrors the phenomenon of the pressure ionization in Figure 3: The curves
go through a minimum then merge to the fully ionized regime. This first series of results can be
compared with the literature, obtained in the frame of different theories. In particular, in [49], the
two-term Boltzmann equation is solved including in the collisional terms accurate elastic transport
cross-sections for e-e¢ and e-H interactions, re-evaluated so as to account for the additional screened
Coulomb potential in the first Born approximation, while in [37] the linear response theory is used
for transport. Both [37,49] neglect the contribution of excited levels in the atomic internal partition
function, one dealing with the ground-state approximation and the second using the Planck-Larkin
approach to avoid divergence which explains the satisfactory agreement found.
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Figure 5. Electrical conductivity of an atomic hydrogen plasma for different temperatures as a function
of the total electron density. The results (solid lines) obtained neglecting the additional lowering
of ionization potential are compared with (a) data in literature (dashed lines) [49], (dashed-dotted
lines) [37], and with (b) calculation including the additional lowering.

Accounting for the effect of the change in the level structure on the effective ionization of atomic
hydrogen ( Figure 5b) produces significant differences in the isotherms, especially at lower values of
the temperature where the dip is pronounced, while the enhancement of the pressure ionization leads
to a rapid increase towards the fully ionized case.

It is worth mentioning that for densities >0.1 g/cm™
conductivity results have been obtained with finite-temperature density functional theory molecular
dynamics (FT-DFT-MD) simulations [29]. Unfortunately, in this regime of strongly-coupled plasma,
the assumption of Debye plasmas is no longer valid and an extension of the present approach to those
densities are expected to be unreliable.

3 (for ne > 6 x 10?> cm™3) accurate electrical

3. Conclusions

The non-ideal behavior of thermodynamic and transport properties of a partially-ionized,
weakly-coupled atomic hydrogen plasma was investigated in the framework of the classical statistical
approach and Chapman-Enskog theory, respectively. The approach adopted in literature accounts
for the effects of surrounding plasma through the Debye-Hiickel correction to the value of ionization
potential and disregarding the change in the level ensemble of the H, that are considered in any
conditions in those of the unperturbed isolated atom, limited in the internal partition function by
different cutoff criteria. The accurate description of the level structure in different screening conditions
also correspond to high-density regimes, which allows us to account for all the non-ideal effects on
the equilibrium composition, i.e., the natural cutoff of bound levels in Qp and the further shift of the
ground level to the continuum limit that determines an additional lowering of the effective ionization
potential. The most significant result is represented by the emphasized phenomenon of pressure
ionization, predicting a more rapid increase of the ionization degree with the total electron density
in the whole temperature range considered. These results are expected to also impact the transport
properties of the plasma, and in this work, the effect on the behavior of the electrical conductivity is
demonstrated. The present results, though relying on the classical theoretical approaches, seem to
compare well, at least for the density regime considered, with more accurate methods, reformulating
the thermodynamics on the basis of a physical picture and accounting for the modification of transport
cross-sections for the relevant interaction in the transport theory. In a future work, the contributions of
Fermi statistics and dynamic screening will be investigated.
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Abstract: The entropy of conduction electrons was evaluated utilizing the thermodynamic definition of
the Seebeck coefficient as a tool. This analysis was applied to two different kinds of scientific questions
that can—if at all—be only partially addressed by other methods. These are the field-dependence of
meta-magnetic phase transitions and the electronic structure in strongly disordered materials, such as
alloys. We showed that the electronic entropy change in meta-magnetic transitions is not constant
with the applied magnetic field, as is usually assumed. Furthermore, we traced the evolution of
the electronic entropy with respect to the chemical composition of an alloy series. Insights about
the strength and kind of interactions appearing in the exemplary materials can be identified in
the experiments.

Keywords: electronic entropy; Seebeck coefficient; transport; LaFeSi; FeRh; CuNi

1. Introduction

Entropy provides information about the degrees of freedom or ordering of a statistical collectivity,
i.e., it is macroscopically seen and treated as an entity. This order directly correlates with changes in
the density of states of the respective statistical collectivity. For electrons in crystalline solids, this
information is usually extracted from band structure theory assumptions. It is valid in the case that
the sometimes quite stringent assumptions of the theoretical model are met. Experimental systems
inherently deviate from the ideal solid state model. Due to this, the density of states calculated
theoretically is sometimes not enough to describe the electronic properties in real systems. Typical cases
where changes in the electronic density of states occur are charge order/disorder phenomena, such
as the formation of charge density waves phases, superconducting phases, Fermi liquid systems, or
other correlated electron systems. Further systems that are challenging to describe by theoretical
solid state considerations are disordered solids, such as alloys, amorphous materials, materials with
complex elementary cells, or materials containing a high number of defects induced, for instance, by
the fabrication technology.

A usual approach to evaluate the total electronic entropy Sg of a crystalline solid from experimental
data is to analyse the low temperature specific heat capacity, c,, measurements under the assumption of
a free electron gas [1]. Here the Sommerfeld coefficient is the relevant value, experimentally obtained
by fitting the low-temperature c, data. While this is currently the most widely applied method for an
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Sk characterization of crystalline solids, there are some intrinsic drawbacks to this method. These come
on the one hand from the assumption of a free electron gas and on the other hand from the fact that
the relevant materials properties can only be inspected at low temperature [1]. Both rule out the
investigation Sg changes at phase transition, especially those occurring at temperatures above 20 K,
and such that induce electronic ordering phenomena.

Within this article, we discuss a recently suggested method for the S characterization [2]
that overcomes some of the limitations of the low temperature ¢, analysis, providing a tool for
investigating such mentioned electronic systems by a direct experimental approach. We herein utilize
the thermodynamic description of the Seebeck coefficient, «, originally described by Onsager [3,4],
and later referred to by Ioffe [5] in order to describe the Sg of solids. The inherent advantage of
the thermodynamic interpretation of « is that it is not bound to any model, provided the statistical
description of the system is significant.

The idea to measure the Sg through the measurement of macroscopic electronic properties like
the Seebeck of Thomson effect has been discussed in literature [4-8], and dates, in principle, back to
Thomson (Lord Kelvin) who interpreted that the Thomson effect could be seen as the specific heat
of electrons, whereas the Seebeck coefficient would be the electronic entropy (divided by the charge
of the electrons) [9]. Rockwood [9] pointed out that the measurement of thermoelectric transport
properties necessarily only addresses the electrons that participate in the transport. He therefore
specified the term “electronic transport entropy” to distinguish from a “static electronic entropy”.
Furthermore, thermoelectric transport measurement could never be done under truly reversible
conditions since the sample needs to be exposed to a temperature gradient and is therefore not under
isothermal conditions. Still, he came to the conclusion that the measurement of the thermoelectric
coefficients would most likely provide the only practical and generally valid method by which
partial molar entropies of electrons could be obtained. Peterson and Shastry construed the Seebeck
coefficient as particle number derivative of the entropy at constant volume and constant temperature [8].
Despite this given theoretical framework, examples in which Seebeck coefficient measurements were
used to quantitatively deduce Sg are rare and recent but still prove the broad applicability. Our group
showed that S of a magneto-caloric phase transition could be obtained by thermoelectric transport
characterization [2]. Small entities of particles like quantum dots can likewise be characterized [10].
At high temperatures, molten semiconductors and metals were similarly studied [11]. Within this
paper, we will discuss the broad applicability of this method. For the following discussion, we refer to
the description of the electronic entropy per particle, Sy, as derived within a recent review, providing
an applied view on the thermodynamic interpretation of o [12]:

Sy=a-e (€

where e is the charge of the particle.

In simple metals, a formal expression of o can be derived from band structure arguments as in the
case of the Mott formula [13]. Often, a single parabolic band model is assumed. Herein, the relation
between o and the density of states becomes evident, thus establishing a direct connection between
o and Sg. While the general thermodynamic interpretation of o does not rely on any kind of model,
the Mott formula already contains simplifications and assumptions. From the description of the
quantity Sy as introduced in Equation (1), it is suggested that there exists an absolute value of Sy
since ot is a quantity that also has an experimentally accessible defined zero-level rather than a relative
one where only changes in the quantity can be considered. The case of a = 0 occurs, for example,
(i) in the superconducting state of matter, where electrons all condense at the state of lowest energy
possible and therefore per definition a situation of zero entropy [14] and (ii) in the compensated case
that electrons and holes exactly transport the same amount of heat, i.e., intrinsic semiconductors
have zero Seebeck coefficients [15]. The latter is an often-seen zero crossing of an n-type conductivity
mechanism to a p-type conductivity mechanism. Then, the measured « = 0 corresponds to the overall
observable « of the material. Naturally, the contributions of the individual bands contain electronic
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entropy contributions with Sg, individual subband # 0- The full evaluation of Sg from « requires a correct
description of the collectivity of electrons in the system. This is the point in the complete line of
argumentation where assumptions and simplifications necessarily enter the picture. In order to
experimentally obtain the entropy of the entity of electrons that participate in the transport, referred
to as electronic entropy, Sg, the number of electrons contributing to the Seebeck voltage needs to be
known. In principle, any experimental procedure to obtain the charge carrier density, 1, could be used.
Herein, it is, as, for instance, suggested in [2,11]:

Sp=n-Sy=n-a-e 2)

In this work, we measure the ordinary Hall coefficient R; to obtain 1, using the relation Ry = 1/(n-e).
By doing so, we introduce the strong assumption of a parabolic single-band transport model that is
inherent to any Hall measurement. Combining both quantities, we can give a measure of Sg:

Se=o/Ry 3)

We present examples that highlight the relevance of the entropy interpretation of « and provide
insight into the electronic properties: (1) magneto-structural phase transitions of an intermetallic
Ni-doped iron thodium phase, Fe( 94 Nig g2Rh 2 (FeRh) [16], and an intermetallic lanthanum iron silicon
phase, LaFe1; »Si; g (LaFeSi) [17-21]; (2) alloying in the copper-nickel (CuNi) solid solution series.

2. Materials and Methods

All samples characterized within this work were obtained by arc melting, and followed by specific
temperature treatments to ensure a homogenous microstructure. Details about the fabrication and
structural characterization of the samples can be found in [22] and in [23] for LaFey; »Si; g (LaFeSi).
The samples investigated in the present paper stem from the same batches as the indicated references.
In the case of the CuNi alloy series, the processing followed a combination of homogenization (973 K,
5 h) with quenching in H,O, hot rolling (1173 K) and recrystallization (973 K, 1 h).

The transport characterization was performed depending on the temperature range using physical
property measurement systems of the Quantum Design DynaCool series and the Versalab series using
the thermal transport option for « and the electrical transport option for the Hall characterization in
standard Hall bar geometry [24]. For the CuNi alloy series, a Linseis LSR 3 device was used to measure
the near-room temperature o (315 K) and electrical conductivity, o.

The microstructure of the samples was routinely investigated by scanning electron microscopy
and X-ray diffraction.

3. Results and Discussion

As briefly discussed above, the entity of carriers needs to be known for the statistical interpretation
of . Following Equation (2), we utilize 1 obtained from a Hall-effect measurement. Herein, one has to
be aware of the fact that this evaluation method may be affected by multi-channel transport, induced
by multiple bands. However, given a minimal set of regularities, we can compare a homogenous series
of samples or one sample under different experimental conditions consistently.

3.1. Magneto-Structural Phase Transition

The first example is related to meta-magnetic phase transitions in two magneto-caloric materials,
namely Ni-doped FeRh and LaFeSi. They represent examples for a system that can be described with
a band magnetism model (FeRh) [25] and a system with a component of localized ionic magnetism
(LaFeSi) [26]. General information on the total entropy change in the phase transition of FeRh can be
found in Ref. [2] and references therein, as well as a discussion of Sg of this phase transition derived
by transport measurements. Additionally, LaFeSi is a well-studied material with respect to magnetic
and lattice entropy [26-28]. Due to soft phonon states close to transition, the lattice entropy change is
large [29], but a combined contribution of lattice entropy and Sg was suggested [27]. Details on the
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transport properties of LaFeSi are given in literature with respect to « [28,29] and the anomalous Hall
effect [30].

The impact of the applied magnetic field on the transport of the mobile charge carriers shows
a clear distinct signature in both materials, which we will discuss in the following. Both magnetic
systems behave differently, as best seen in «. In the case of FeRh (Figure 1a), it can be seen that
the temperature of the phase transition depends on the magnetic field. This is a striking difference
of the Sg evaluation by transport experiments and calorimetric measurements that—for intrinsic
reasons—do not allow this difference to be unveiled. The a far from the phase transition is independent
of the strength of the magnetic field, as emphasized in the inset in Figure 1a that shows an enlarged
view of the data in the main panel. In contrast, in the case of LaFeSi (Figure 1c), the « far from the
phase transition shows a clear difference in the value depending on the magnetic field. Interestingly,
the magnitude of « increases as a magnetic field is applied. The inset to Figure 1c shows the measured
Hall coefficient, and the black lines indicate the levels used for the entropy evaluation as was similarly
done in [2]. We get a value corresponding to the ASg at the phase transition, as depicted in Figure 1b,d.
In both cases, we see AS of a comparable magnitude around 4 ] K~! kg~!. Moreover, the absolute
values of the obtained Sg are also comparable. Furthermore, in both cases, an increase of ASg is
observed when a magnetic field is applied. However, the apparent origin of the increase in ASg for
both materials is different. In the case of FeRh, the first order meta-magnetic transition shifts to lower
temperatures as the field is applied (Figure 1a,b). Accordingly, a follows a monotonic trend until the
phase transition occurs. In the case of the LaFeSi, the amount of Si (x = 1.8) is on the threshold for
changing the transition type to the second order [28]. Therefore, the transition temperature does not
shift significantly, and only a slight broadening is observed. In this case, it is the change of the over-all
entropy level with the applied magnetic field (Figure 1c,d) that causes the increase in ASg. In the
case of LaFeSi, this could be an indication of the interaction between itinerant electrons and localized
moments, causing the increase of Sg with magnetic field. There is no such interaction in the FeRh case,
as magnetism resides to a dominant part within the conduction electrons. Besides minor numerical
corrections to the presented results (compare discussion Ref. [2]), it is clear that this method of analysis
provides an insight to the interactions relevant to the conduction electrons that go beyond what typical
calorimetric experiments can offer.
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Figure 1. Seebeck coefficient and entropy evaluation in Ni-doped FeRh (a,b) and LaFeSi (c,d). Inset to
(a): enlarged view of the high temperature region. Inset to (c): Measured Hall coefficient of LaFeSi.
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3.2. Alloying

The differential evaluation of a systematic series of homogenized CuNi alloys with respect to
their |«|, 0, n, and S at room temperature is shown in Figure 2. Herein, it is the specific situation of
alloys that they typically cannot be accurately calculated or predicted by usual band structure models.
However, the full alloy series is experimentally accessible. There are no structural phase transitions
reported, and, also, all investigated samples were homogenous with respect to their microstructure
and composition by scanning electron microscopy and X-ray diffraction. The dependence of o on the
Ni content (Figure 2a) presents two minima at around 30 at.%-Ni and at around 70 at.%-Ni, which are
better seen in the inset to Figure 2a, where the data of the main panel are presented in logarithmic

vertical scale.
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Figure 2. Thermoelectric and transport properties across alloy system Cu—-Ni at room temperature,
alloy composition was obtained with Energy-Dispersive X-Ray spectroscopy: (a) electrical conductivity,
(b) the Seebeck coefficient in absolute values, (c) the carrier concentration derived from the Hall

coefficient, (d) calculated electronic entropy. Lines and shades are guides to the eye.

In the trend of |«| (Figure 2b), a broad maximum can be seen slightly below to the equiatomic
composition, close to the composition of the highest chemical disorder, a similar situation to that of
other entropic parameters of such alloys [31], but a shoulder at a composition of about 70 at.%-Ni is
also evident. This observation of high |«|for a high chemical disorder reflects the general finding that
high configurational entropy is a prerequisite for the observation of large || [32]. Because of the close
relationship between large |x| and high configurational entropy, it was recently suggested to even
use configurational entropy as a gene-like performance indicator for the computational search of new
thermoelectric materials [33].

The parameters o and |«| follow inverse trends with respect to one another. Additionally, these
trends match the description of @ under the Mott formula [13]. Consequently, the investigated alloy
series represents a good electronic model system. There is no clear trend in the data of n. (Figure 2c)
The pure metals Cu and Ni have the highest n. Different effects superimpose to a more sophisticated
dependence of 1 on the alloy composition: (i) the effect of change in the average lattice parameter by the
alloying [31] should create a gradual increase in 2 as the amount of Nickel increases; (ii) additionally,
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with the addition of Ni (Ni: 3d® 4s%; 2 electrons per Ni atom) into the Cu matrix (Cu: 3d10 4s1; 1 electron
per Cu atom) more charge will also be added [34]. A linear increase is schematically depicted by the
dashed line in Figure 2c. The overall result of these measurements is a clear minimum at approximately
65 at.%-Ni. This already indicates that additional degrees of complexity add to this simplified picture.

The combination of |«| and 7 to extract the Sg allows us to gain additional information compared
to the individual transport coefficients. Figure 2d shows a curve in Sg with maximum at approximately
30% of Ni and an additional clear minimum at approximately 65% of Ni. Coming from the Cu-side of
the phase diagram, the increase in Sg points out an increase in the available states for the transport
electrons, which may be intuitively understood: the disorder in the non-periodic electrostatic potential
leads to an increase in the entropy of the transport electrons. This increase in Sg reaches a maximum
close to the point where the maximum chemical disorder is expected, following the trend of |«].
Coming from the Ni-side of the phase diagram, |«| increases and n decreases. The |«|, similar to the
Cu-side of the phase diagram, shows higher values because of a higher degree of chemical disorder in
the system. But the |«| does not follow a monotonic trend; instead, it has a plateau. This, combined with
the reduction of 7 in the same composition region, results in a sharp minimum of Sg. This minimum
exactly coincides with the onset of ferromagnetism in the alloy series. Hence, the entropy evaluation
provides an insight on how the magnetic ordering mechanism in this alloy affects the localization
of charges, possibly due to interactions between d- and s-orbitals. While there is no one-to-one
correspondence between the experiment and the microscopic origin, it still provides a meaningful
measure of the intensity of correlations in the electronic transport system, which are not easily accessible
by usual ab-initio methods.

4. Conclusions

In conclusion, this proposed method provides a good instrument for the characterization of
electronic interactions or correlations in the material, although the absolute values of Sg or ASg obtained
may, in some cases, need to be corrected (further discussed in [1]). In the case of magnetocaloric
materials, the effect of the magnetic field on the electronic entropy change can be traced. In the case of
alloys, the effect of the atomic disorder can also be traced on the free electrons. In order to gain deeper
insight on the physics of disordered systems or systems with concurring interactions, the goal of future
research might be to develop the statistical methods under the point of view of thermodynamics that
would allow us to describe the statistical collectivity of electrons. In this way, we could transform the
qualitative results of our experiments into quantitative predictions.
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Abstract: Optimization of structured reactors is not without some difficulties due to highly random
economic issues. In this study, an entropic approach to optimization is proposed. The model of
entropy production in a structured catalytic reactor is introduced and discussed. Entropy production
due to flow friction, heat and mass transfer and chemical reaction is derived and referred to the
process yield. The entropic optimization criterion is applied for the case of catalytic combustion
of methane. Several variants of catalytic supports are considered including wire gauzes, classic
(long-channel) and short-channel monoliths, packed bed and solid foam. The proposed entropic
criterion may indicate technically rational solutions of a reactor process that is as close as possible
to the equilibrium, taking into account all the process phenomena such as heat and mass transfer,
flow friction and chemical reaction.

Keywords: entropy production; optimization; reactor modelling; irreversible thermodynamics

1. Introduction

At the industrial level, optimization of chemical processes, including those based on structured
catalytic reactors, is an inherent issue of the design procedure. Process optimization considers the
prices of raw materials, energy, products and installations (apparatus); the prices may change rapidly
and unpredictably due to market fluctuations, even at the negotiation stage. Therefore, process
optimization is usually regarded as being within the engineering domain, it is in fact more connected
with business and economic issues. These issues usually exceed the knowledge of an engineer or a
scientist and require input from other individuals.

Structured reactors are very important in chemistry and catalysis [1-3]. The process design, i.e.,
the apparatus and the process conditions, has to secure some economic profitability in spite of potential
changes of costs. Regardless of possible economic fluctuations (excluding any collapses), the process
has to be profitable during the following years.

A review of the literature provides hints about recommended flow velocities, process temperatures
and catalyst carriers. The data originate from the long-standing technical and economic experience
of engineers and entrepreneurs. Recently, a new generation of structured catalytic reactors has
been introduced into industry, and there is a paucity of knowledge and experience about their
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optimization. Moreover, the inner-structure design of the reactors is complicated because many
geometrical parameters need to be optimized.

In the literature, different criteria can be found, which help identify optimal operating conditions
of chemical reactors. “The technical” or “engineering” optimization, with which this work deals,
focuses on reactor optimization in terms of fluid velocities, process (reaction) temperature, structured
catalyst carrier shape and dimensions. This kind of optimization has begun in energetics due to
the introduction of compact heat exchangers that usually exploit a combination of fins, turbulence
mixers and other features. In the current literature, even more sophisticated criteria are proposed for
multiparameter optimization of different equipment such as heat exchangers. So far, similar criteria for
catalytic reactors have been derived. The comprehensive performance evaluation criteria (PEC) use
three components: transport coefficients, reaction kinetics and pressure drop [4,5]. Another approach
is the comparison of reactor length (or catalyst mass) with the resulting flow resistance as shown
in [4,6]. For heat exchanger optimization, there are also evaluation criteria based on entropy production
during the process, as presented, e.g., by London [7] and Bejan [8], who also predicted the extension of
entropic criteria to chemical reactors. Entropy in economic analysis is treated as trade-off factor and
can be a substitute of currency [9]. The application of entropic criterion can also be found in [10-12].

The aim of the study is to propose a highly simplified approach, based on irreversible
thermodynamics, suitable for engineering optimization of chemical reactors. The entropic criterion
is proposed to optimize structured catalytic reactors. The assumed model process is the catalytic
combustion of methane.

2. Theoretical Background

To derive the equations governing entropy production, the reactor model must be specified.
For the purposes of this paper, the one-dimensional plug-flow model (neglecting axial dispersion) in
the steady-state was assumed. Due to the very thin catalyst layer deposited on the structured carrier,
the internal diffusional resistance can be neglected.
Mass balance of reactant A, in the flowing fluid, per unit surface area of the reactor cross-section,
is as follows:
dc

de_;""kCSv(cA -Cas)= 0 1)

The initial conditions are: (i) x = 0; C4 = C4¢ and (ii) the reactant A, mass transferred from the gas
bulk to the catalyst surface is balanced by the first-order catalytic reaction:

ke(Ca = Cas) = kCas. @
Deriving concentration of A, at the catalyst surface from Equation (2), Equation (1) becomes:

dCx kck,
—wp—2 = Sy——-Cy, 3
e ©)
and, after integration, local concentration Cy4, and the reactor length L, required for the outlet
concentration Cyy, are:

o X Sykckr
Cax= Cao eXP( o —— ), 4)
_ Woketh (%) (5)
So kckr \Car)
The energy balance may be presented (assuming no heat losses to the environment) as:
ar
wogcpg+a5v(T -Ts)= 0, (6)

the initial conditions: atx =0, T = Tj.
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The mass and heat transfer in a heterogeneous catalytic reactor are strictly bound up (released
reaction heat depends on the reactants mass transferred to the catalyst), thus

g= a(Ts—T) = —AHgrJa= —AHpkc(Cs —Cas). )

The above equations assume an isothermal process. In reality, the process is adiabatic. However,
the concentration of organic air pollutants is usually low. For the volatile organic compounds (VOCs),
a concentration of very few ppm is typical; for methane, it depends on the kind of source and may be
within 1-1000 ppm. The level of concentrations of 100 ppm and higher can be treated by homogeneous
combustion in, e.g., reverse-flow reactors due to important reaction heat. Thus, we assumed the
concentration of methane at 200 ppm as rational for our analysis. In such a case, the adiabatic
temperature rise is about 6 K, so the temperature increase along the reactor can be securely neglected.

Entropy production is an increase of system entropy due only to the irreversible phenomena [13].
This means that there is no entropy production at equilibrium or during a quasi-static process that
runs infinitely close to the equilibrium. Any industrial process runs far from the equilibrium, and it
produces entropy at irreversible conditions. In irreversible thermodynamics, entropy production is
derived as the product of flux J; and the driving force Am (causing the stream) divided by absolute
temperature T [13,14]:

o ],'AT[
Si= "7 ®)
Assuming that the stream J; is proportional to the driving force:
Ji= kibm, ©)

entropy production is proportional to the square of the driving force, thus it increases rapidly with the
distance from the equilibrium:

ki(am)?
T
In this paper, entropy production is considered due to the following irreversible phenomena:

Si= (10)

e  heat transfer between the gas phase and the catalyst surface (further denoted as H);

e diffusional mass transfer between the gas phase and the catalyst surface (denoted as D);
e  irreversible catalytic reaction (denoted as R);

e flow friction, i.e., work performed against the flow resistance (denoted as F).

Total entropy production (per 1 mole of reactant A consumed in the reactor) is the sum of all
the components:
Sp= Sy+Sp+Sr+Sr. 11)

The above-mentioned components of entropy production are gathered in Table 1.

In the first column, basic equations of local entropy production are presented. In the second and
third columns, the equations for the stream and the driving force are presented, respectively, derived
using the reactor model. The last column presents reactor-integrated entropy production per 1 mole
of substrate A consumed (e.g., burned) in the reactor. Detailed derivations, simple in fact, are not
presented for reason of conciseness. The last position in Table 1, flow friction needs further comment.
The entropy source considered is the volume fluid flow. The stream (flux) is the flow velocity and the
driving force is the pressure gradient. The entropy produced is tantamount to viscous dissipation of
pumping energy. This approach seems more friendly for engineers than viscous momentum flux often
presented by irreversible thermodynamics; the flux is the pressure tensor and the driving force is the
velocity gradient [11].

The impact of the reaction rate constant, k;, and the heat and mass transfer coefficients, a and k¢,
respectively, on the entropy produced by the heat (Sy) and mass (Sp) transfer is illustrated in Figure 1
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for the combustion process and exemplary k, and k¢ values. The heat and mass transfer coefficients
are bound by the Chilton—Colburn analogy [15], Equation (12), which allows the influence of mass
transport on Sy to be determined.

Nu Sh
= | 12
] = RePr1/3 ~ ReScl/3 (12)
ky
Sp = Rin[1+-), 13)
ke
ke [(=AHR)*(Cag — Car)DaScl/3
SH= % 2p 173 : (14)
ct+kr 2AT*Pr

Table 1. Local and reactor-averaged components of entropy produced.

Entropy, Reactor Average Value, S;

Entropy, o; Flux, J; Driving Force, A (per mol of Substrate A)
Temperature gradient kck,
Heat transfer (H) q 7HiaAtIg:; _ P (To- T)g: Sp= kgc+k,
on = ~f:VT — a(TT) _ Ke(=AHR) (Ca=Cas) (AR (Cpo=Car)

Mass transfer (D)

Diffusive mass flux

a

Chemical potential gradient

2aT?

; Ja = ke(Ca—Cays) = 4~ fias Sp= Rin(th
op=-L§vu i( K Co ) Viug = RTEALS D= Rin(**)
i
Chemical affinity
Reaction (R) Reaction rate A= - Y vy = Gp— 4
op = —45 ra = kCas = kc,Ca or k=T
= -AGy - RTZ"vilny,ﬂ
Flow friction (F) Fluid stream Pressure gradient 7 wle 1,,(5&)
w VP - — ¢ AL
OF = TErC= ~4T w -vp SF = 3T 3o, Tarca)

10
10*
10°
=]
2] ) ——k 0.1
10°F ——ke1
—X—ke 10
10'4 —" k100
—o—k: 1000
10° 10
0.1 1 10 100 1000 0.1 1 10 100 1000
ke ke
(a) (b)

Figure 1. Impact of the mass transfer coefficient and reaction rate on entropy production due to: (a)
mass transfer and (b) heat transfer.

In Figure 1, a distinct increase of entropy produced with the reaction rate constant, k;, is observed.
Conversely, entropy decreases with the mass transfer coefficient, kc (due to heat, Sy, and mass, Sp,
transfer). A rapid chemical reaction (i.e., high k;) generates intense mass transport of substrates to the
catalyst surface and adequate heat transfer in the opposite direction. The faster the reaction, the further
the process runs from the equilibrium. When the transfer coefficients are small compared to the reaction
rate, the concentration and temperature gradients are large, and even the substrates concentration on
the catalyst goes to zero. Entropy production is large, being proportional to the square of the driving
force (concentration or temperature gradient, cf. Equation (10)).

The impact of the mass transfer coefficient is opposite. The higher the transfer coefficient for a
given reaction rate, the lower the temperature and concentration gradients are and the closer to the
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equilibrium the process runs. Smaller driving forces lead to lower entropy according to Equation
(10). However, when analysing the plots in Figure 1, the impact of mass transfer intensification is
distinct only if kc is close to the k; value. If k¢ is much smaller than k;, slight transfer enhancement will
give nothing as the concentration and temperature gradients are still large (zero concentration at the
catalyst surface). The gradients start to decrease as the reaction and transfer become comparable.

Obviously, the values of k, and especially of k¢ in Figure 1, may not be found in reality as the
plots presented are theoretical, to illustrate the common impact of transfer and reaction rates on
entropy production.

3. Catalyst Supports Considered

The aim of this study is to show the optimal adjustment of the catalyst carrier geometry, as well
as its transfer and friction characteristics to the catalytic reaction kinetics. The catalyst performance
(reaction kinetics) is treated as a model parameter only. Therefore, analysed catalyst supports were
selected on the basis of similar value of specific surface area. This means that, in all considered cases,
approximately, the same area was available for active layer catalyst deposition. For comparison,
monolith and packed bed are also examined.

Correlations for the heat transfer and Fanning friction factor were derived experimentally and
presented in detail in our earlier papers [4,16]. A photo of catalyst supports considered in the study is
presented in Figure 2, and a summary of equations for Fanning friction factor, Nusselt number and
Sherwood number of investigated supports are presented in Table 2 and compared in Figure 3.

@ (b) (0

Figure 2. Catalyst supports: (a) triangular short-channel structure, (b) wire gauze, and (c) nickel
chromium foam.

The kinetic tests were performed experimentally. Two different catalyst deposition methods were
applied: (1) for Pd/ZrO,, the incipient wetness (IW) method [20] and (2) for Pd/Al,O3, sonochemical
(SC) method [4]. The kinetic studies were conducted in the temperature range of 373-823 K [20].
Kinetic data are presented in Table 3. As was found in [21], the sonochemical method allows higher
catalyst activity to be obtained in comparison to the incipient wetness method.

4.0
250} —— Foam NC 0610 35 —e—Foam NC 0610
—— Triangular short channel —%— Triangular short channel
200} 7 Knitted wire gauze 3.0 —x—Knitted wire gauze
—s— Monolith 25 —a— Monolith
—o— Packed bed
P 150 acked be w20 —o— Packed bed
1.5
1.0 \
05 M
: 0.04 ===y = :
500 1000 1500 2000 500 1000 1500 2000
Re Re

(a) (b)

Figure 3. (a) Average Nusselt number and (b) Fanning friction factor for considered catalyst carriers.
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Table 2.
catalyst supports.

Correlations used to calculate flow resistance, heat and mass transfer for analysed

Structure Description

Correlations

Wire gauze [4]

f = 118.09/Re + 0.836
Nu = 2.19Re0-636 prl/3
Sh = 2.19Re0-6365c1/3

Sy = 1355
e = 097

Triangular short channel [16]

(fRe) = 1333 +11.59(L*) >
Nu = (3.1 +0.45(L*) ") (0.55(PrL) *1°)

Sh = (3,11 + 0.45(L*M)_0‘61 )(0.55(PrL*M)_0'15)

Nickel chromium foam (NC 0610), Recemat®

(Dodewaard, The Netherlands); [4]

Nu

S, = 1314
e = 095
f = 79.9/Re + 0.445
= 0.96Re033 prl/3
= 0.96Re35c1/3
Sy = 1298
e = 0.89

Monolith [17]

(fRe) = 14.23(1 + 0.045/L7)"”
Nu = 3.608(1 4 0.095/L")%%

0.45
Sh = 3.608(1 +0.095/L")
S, = 1339
e = 072

Packed bed [18,19]

Nu
Sh

_ (e-1)[600n(e—1)-7Dy gw]

8Dy ew

= 2+ 1.1RO6 Prl/3

2 4 1.1Re%05c1/3
Sy = 1240
e = 038

Table 3. Kinetic data of tested catalysts.

Catalyst

Pre-Exponential Coefficient in
Arrhenius Equation, koo, m s71

Activation Energy, Ea, k] mol—1

Slow kinetic, incipient wetness
w)
Pd/ZrO,
Fast kinetic, sonochemical (SC)
Pd/Al,O3

252.49

1.07-1010

62.79

110.4

4. Results and Discussion

Plots referring to analysis of entropy production were constructed assuming reactor length
required for 90% conversion and show the entropy produced per 1 kmole of methane combusted in
the reactor under given process conditions. Entropy production is presented as a function of process
temperature and the Reynolds number. Entropy is produced due to the four components denoted as
R—reaction, H—heat transfer, D—diffusional mass transfer and F—flow friction. The subscript HDFR

means total entropy produced due to the H, D, F and R components.

The components of entropy production (according to Table 1) for the knitted wire gauze are
compared for the methane catalytic combustion process vs. process temperature (Figure 4) and the
Reynolds number (Figure 5) for the fast (Pd/Al,O3) and slow (Pd/ZrO,) kinetics assuming initial
methane concentration of 200 ppm in both cases.
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Figure 4. Comparison of entropy production components vs. process temperature for knitted wire
gauze, Re = 1000, CHy inlet concentration: 200 ppm: (a) fast kinetics, Pd/Al,O3 and (b) slow kinetics,

Pd/Z10,.
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Figure 5. Comparison of entropy production components vs. Reynolds number for knitted wire gauze,
T =773 K, CHy inlet concentration: 200 ppm: (a) fast kinetics, Pd/Al,O3 and (b) slow kinetics, Pd/ZrO,.

When analysing the Pd/Al,O; catalyst (Figure 4a) within the lower temperature range, entropy
due to flow friction, S, is the major component, and it is close to the total entropy production
Suprr- The heat and mass transport components, Sy and Sp, play less important roles. However, for
higher temperatures, the kinetics become much faster, causing significant shortening of reactor length
necessary to attain 90% conversion. The share of flow friction entropy decreases; simultaneously,
the entropy components due to heat and mass transport play more important roles. For the highest
temperature range analysed, total entropy Syprr is close to the reaction component Sk, while the
remaining components are comparable. Increased entropy production due to heat and mass transport
at higher temperatures is a result of faster reaction rate. This leads to lower methane concentration on
the catalyst surface, and thus to higher temperature and concentration gradients, in consequence of
more intense entropy production (cf. Table 1, Equation (10) and Figure 1).

For the Pd/ZrO, catalyst (Figure 4b), total entropy production is close to the flow friction
component in the whole temperature range analysed. The transport component Sp, Sy are minor due
to low gradients (a result of slow kinetics), and even the reaction component Sy is much lower than the
flow friction one, Sg.

Figure 5 illustrates entropy production as a function of the Reynolds number for knitted wire
gauze assuming a rather high temperature of 773 K. The transport components Sp and Sy are almost
constant within the whole Re range analysed. The flow friction component Sy increases with Re,
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reaching an even higher value than Sg, especially in the case of the Pd/ZrO, catalyst. Moreover, in
Figure 5b, the total entropy produced is close to the flow friction component, with a minor role played
by the remaining components.

Large entropy production is due to the irreversible reaction of methane catalytic combustion.
Moreover, this entropy component is almost the same per mole of reactant, regardless of process
conditions (T, Re and catalyst); analysis of the equation for Sg (Table 1) should render this as no
surprise. Chemical affinity is close to the standard Gibbs energy of reaction (at the process temperature)
AGR®T, because the sum of the concentration logarithms is minor. For optimization purposes, the place
of the minimum total entropy production reflects the process optimum, making the precise value less
important. Analysis of Figures 4 and 5 shows that the Sp component is nearly constant within the ranges
studied. Note that reaction component, Sg, is the lowest possible entropy that can be produced in the
chemical reactor. For engineering purposes, such as process optimization, the remaining components
are more interesting because they make entropy production higher than that due to chemical reaction
(Sr) and they are dependent on the physical properties of carriers. For slow reaction, there is no
difference between the analysed approaches, because, in this case, flow resistance plays a major role
(cf. Figures 4b and 5b) and the minimum is not observed within the considered temperature range.
In summarising the catalytic structures displaying close specific surface area Sy (i.e., similar catalyst
amount), Sg will be neglected during next analysis.

Analysis of entropy production due to the heat and mass transfer and flow friction (denoted as
Supr) is presented in Figures 6 and 7 presents Sypr as a function of the Reynolds number and process
temperature for the five catalyst supports considered. In the following figures, minimal entropy
production for each support is shown; these points give optimal process conditions for particular
catalyst supports.

6
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A Triangular short channel —A—Triangular short channel
—>—Knitted wire gauze ——Knitted wire gauze
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g £
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! 10 100 1000 1 10 100 1000
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(a) (b)

Figure 6. Entropy production vs. Reynolds number for different catalyst supports for the fast kinetics,
Pd/Al,O;5 at temperature: (a) 573 K and (b) 773 K.

In Figure 6, entropy is presented for two selected temperatures, moderate (573 K) and high (773 K).
For the moderate temperature of 573 K (Figure 6a), packed bed seems the best for Re < 20. For Re < 500,
knitted wire gauze is optimal (minimum value at Re = 84) in that this results in the lowest entropy
production and the most profitable behaviour within this analysis. For a higher Reynolds number,
monolith displays the lowest entropy production, undoubtedly due to its lowest flow resistance.
For higher temperatures of 773 K (Figure 6b), the impact of transfer properties is more pronounced
as a result of faster reaction rate, and knitted wire gauze appears to be the best with classic and
short-channel monoliths. Packed bed produces the largest entropy in almost the entire Reynolds range,
due to the highest flow resistance. For the higher temperature (773 K), the minima are generally slightly
shifted to higher Reynolds numbers and entropy production is several times higher.
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Figure 7. Entropy production vs. temperature for the fast kinetics, Pd/Al,O3 for different catalyst
supports at Reynolds number: (a) Re = 100 and (b) Re = 500.

When considering temperature influence on entropy production (Figure 7), the same conclusions
may be derived. Low process temperature is favourable for the classic monolith, while for higher
temperatures, wire gauze and monolith seem to be the best choice. For Re =100 (Figure 7a), above 650 K,
all the internals display close entropy production. Interestingly, all the structures except packed bed
show minima within the narrow range of 500-540 K. For Re = 500 (Figure 7b), entropy produced is
higher, especially for packed bed. The minima are shifted towards higher temperatures by 60-100 K.
Above 600 K, knitted gauze and monolith are the best.

Analogous plots for slow kinetics (Figures 8 and 9) show quite different behaviour. Here,
the reactor is long due to the slow reaction rate. Moreover, slow reaction does not require intense
heat and mass transfer. Concentration and temperature differences between the flowing fluid and
catalyst surface are very small; entropy production due to transfer is small compared to that due
to flow friction. Consequently, entropy produced for the slow kinetics is ordered identically to the
friction factors (Figure 3b) vs. the Reynolds number and process temperature. Flow friction is the
main entropy source (when neglecting chemical reaction). For slow kinetics, entropy production
characteristic considered for all the internals is similar. The shift observed (towards higher or lower
entropy produced) results mainly from the flow resistance. All the curves are nearly parallel, and only
slight convergence is observed for low Re as a result of different transport properties. The internals
displaying the lowest flow resistance (monolith and short-channel structure, cf. Figure 3) offer the
lowest entropy production, while those of high flow resistance (packed bed, cf. Figure 3) produce
larger entropy, so are less profitable.
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Figure 8. Entropy production vs. Reynolds number for different catalyst supports for the slow kinetics,
Pd/ZrO, at temperature 673 K.
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Figure 9. Entropy production vs. temperature for the slow kinetics, Pd/ZrO, for different catalyst
supports at Reynolds number 1500.

5. Conclusions

The results obtained by entropy analysis indicate that wire gauze is the best choice for the
Pd/Al, O3 catalyst and the packed bed is the worst one. In the case of the Pd/ZrO, catalyst, the best
carriers are monolith and short-channel structures, while the worst solution is a packed bed. However,
meeting the efficiency criteria cannot be regarded as the ultimate verdict. Any process has its own
characteristics and limitations. It is rare for a process to occur separately, as it is usually part of a larger
installation. For example, process temperature is limited by catalyst thermal deactivation, and the
flow resistance may be limited by the gas pressure available. Therefore, each process needs to be
considered individually, and any overall limiting parameters must also be taken into consideration
during optimization.

The entropy-based optimization methodology is able to optimize reactor structure (indicating
the best geometry, specific surface, etc.), as well as the process temperature and fluid velocity for
considered reaction kinetics. The criterion, ensuring the minimum entropy production, ignores the
reactor cost and is able to indicate the best structure from among the considered ones, as well as the
optimal working conditions of a reactor (e.g., temperature and flow velocity).

Irreversible chemical reaction produces almost the same entropy, per mole of reactant, regardless
of the process conditions. Therefore, it can be safely neglected during entropic optimization.
The hypothesis is confirmed by analysis presented in Figure 4. For proper results, entropy produced
by heat transfer, mass transfer and flow friction should be accounted for.

The gauze structures are assessed as being very effective due to their satisfactory transfer and
friction properties. The monolith and short triangular channel display good efficiency for slow
kinetics (Pd/ZrO; catalyst) due to their low flow resistance. The packed bed usually appears as an
unsatisfactory solution.

For fast kinetics (Pd/Al,Oj3 catalyst), the transfer properties of the catalyst support are the most
important for low entropy production. The intense transfer properties of, e.g., knitted wire gauze,
make the support excellent for such processes. The impact of flow resistance is minor as, for a fast
reaction not hampered by insufficient transfer rate, the reactor is very short.

For slow kinetics (Pd/ZrO; catalyst), the reactor is long. The impact of flow resistance becomes
important. In contrast, heat and mass transfer contributions to entropy production are minor. Heat and
mass transfer resistance is low, so temperatures (concentrations) gradients between fluid and catalyst
surface are low, and the process runs near to the equilibrium.

The optimization methodology presented in this study obviously requires further development,
including thorough experimental industrial and economic application. In spite of this, the entropic
criterion seems able to indicate technically rational solutions of the reactor process considering the
heat and mass transfer, flow resistance and reaction kinetics.
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Nomenclature

A chemical affinity, | mol~!

Ca reagent concentration, mol m™3

o heat capacity, ] kg™! K1

Dy diffusivity, m2s!

Dy, hydraulic diameter, = 4¢S, ™!, m

F. reactor cross-sectional area, m?

f Fanning friction factor, = 0wy LQAPD,%)71

Ja diffusional mass flux, mol s~} m~2

i stream (flux) of irreversible process, Equation (9)
ke mass transfer coefficient, m s

ky kinetic rate constant of the first-order reaction, referred to the catalyst surface area, m st
koo pre-exponential coefficient in Arrhenius equation, m s
I;E;Cr;(kc +k) combined transfer-reaction coefficient, m s~

L bed length, m

AP pressure drop, Pa/m

q heat flux, W m—2

R gas constant, ] mol™! K~!

A reaction rate, mol m2g!

S entropy production rate, ] K~1mol~!

Sef film thickness, m

So specific surface area, m?> m™3

T temperature, K

W pumping power, W

Wy superficial fluid velocity, m s~

Yi mole fraction

AHp reaction enthalpy, J mol ™!

AGRr reaction Gibbs energy, ] mol ™!

Greek symbols

a heat transfer coefficient, W m~2 K1
€ porosity

n dynamic viscosity, Pa s

A thermal conductivity, W m™! K1

u chemical potential, ] mol ™!

v stoichiometric coefficient

Am driving force of irreversible process

0 density, kg m™3

g entropy production per m? of reactor volume, W m=3 K~!

Dimensionless numbers

L* dimensionless length for the hydrodynamic entrance region, = LD}, 'Re ™!

L dimensionless length for the thermal entrance region, = LD}, "'Re™'Pr~!

L™ dimensionless length for the mass transfer entrance region, = LD, 'Re™15¢c"!
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Pr Prandtl number, = nc,A ™1

Re Reynolds number, = wODhgn e~

Sc Schmidt number, = ng-1D 4!

Sh Sherwood number, = kcD,D ™!

Subscripts

A key reactant

D entropy production due to mass transfer

F entropy production due to flow friction

H entropy production due to heat transfer

P total entropy production

R entropy production due to chemical reaction

S catalyst surface

x reactor arbitrary axial coordinate

0,L reactor inlet, outlet
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Abstract: Adaptable or adapted? Whether it is a question of physical, biological, or even economic
systems, this problem arises when all these systems are the location of matter and energy conversion.
To this interdisciplinary question, we propose a theoretical framework based on the two principles
of thermodynamics. Considering a finite time linear thermodynamic approach, we show that
non-equilibrium systems operating in a quasi-static regime are quite deterministic as long as
boundary conditions are correctly defined. The Novikov—Curzon-Ahlborn derivation applied
to non-endoreversible systems then makes it possible to precisely determine the conditions for
obtaining characteristic operating points. As a result, power maximization principle (MPP), entropy
minimization principle (mEP), efficiency maximization, or waste minimization states are only specific
modalities of system operation. We show that boundary conditions play a major role in defining
operating points because they define the intensity of the feedback that ultimately characterizes the
operation. Armed with these thermodynamic foundations, we show that the intrinsically most
efficient systems are also the most constrained in terms of controlling the entropy and dissipation
production. In particular, we show that the best figure of merit necessarily leads to a vanishing
production of power. On the other hand, a class of systems emerges, which, although they do not offer
extreme efficiency or power, have a wide range of use and therefore marked robustness. It therefore
appears that the number of degrees of freedom of the system leads to an optimization of the allocation
of entropy production.

Keywords: out of equilibrium thermodynamics; finite time thermodynamics; living systems

1. Introduction

The issue of energy conversion is the subject of historical debate. Without going back to its
roots, let us mention the work initiated by Glansdorf and Prigogine, which placed at the center the
question of entropy production in out-of-equilibrium systems, an issue that is still largely relevant [1,2].
This debate is itself part of an even broader debate that questions the operating points of the systems,
considering mainly the maximization of entropy production (MEP), its minimization (mEP), or power
maximization (MPP) [3,4]. One of the reasons why these questions do not find a general consensus
today is that they are most often considered on very different systems, in particular in the definition
of the boundary conditions of the device with its environment, considered immutable. The case of
idealized mechanical systems is, from this point of view, much simpler, since, broadly speaking,
the absence of any friction process means that the system interacts with its environment via a very
limited number of degrees of freedom, which makes variational approaches relevant. On the contrary,
it has long been accepted that there is no variational principle that governs the out-of-equilibrium
steady state of a thermodynamic system [5]. This can be understood as an impossibility to establish
a variational principle when the number of degrees of freedom diverges, which is obviously the case
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when the system is connected to a thermostat, and when dissipative processes occur. However, it is
equally obvious that many out-of-equilibrium systems are perfectly deterministic in their evolution,
and have a perfectly defined stationary state, as is the case, for example, for Kirchoff’s networks in
electronics. As a result, these systems, although not governed by a Lagrangian form and an associated
variational principle, have a completely established stationary operating point, without any possible
affirmation of an underlying minimization or maximization of the production of the entropy or
the power.

These questions of power and finite time performance have been the subject of much work [6]
particularly in thermoelectricity [7-11]. Without entering into these debates again, we propose an
approach that provides a fairly generic framework for describing a complete thermodynamic system
with perfectly established boundary conditions. In this article, we will limit ourselves to the case of
locally linear machines, subscribing to Onsager’s formalism. This formalism, based on the concept
of local equilibrium, makes it possible to consider the thermodynamic potentials of the system,
which are the intensive parameters. As a result, it becomes possible to derive a thermodynamics close
to equilibrium, with, in particular, a rigorous choice of potentials that allow for obtaining the symmetry
of the out-of-diagonal coefficients of the Onsager matrix. The stationary nature also requires that
kinetic coefficients and boundary conditions of the system be constant or slowly variable compared to
the characteristic relaxation time of entropy production and dissipation diffusion, thus guaranteeing
both stationary processes and local equilibrium.

In this article, we consider the transport of energy and matter within a system, where the
thermodynamic conversion is produced by coupling the energy and matter currents. By applying
the first law of thermodynamics, both of these currents are conservative. By applying the second law,
the energy, and sometimes the matter, used during the conversion process is subject to dispersion
in the degrees of freedom accessible to the system. As a result, thermodynamics is based on both
quantity and quality principles. Since the loss of quality is directly related to dispersion in the degrees
of freedom, the search for processes to reduce their number has always been a guideline. It should be
noted that, in the case of non-spontaneous processes, it is possible to consider a reduction in the degrees
of freedom, but this operation requires the implementation of external processes. These processes
offer other opportunities for energy dispersion, in greater proportions than those gained within the
system. As a result, any physical process taking place over a finite period of time is the location of
a compromise between the total energy used to carry out a process, and the energy actually converted
for the needs to be covered. The process efficiency is therefore written as the ratio between the actually
converted energy and the total energy supplied. We propose to consider energy conversion processes
in a very generic form, in order to establish their main characteristics and constraints. In particular,
we address the question of power and entropy production, insisting on the compromises they impose.

The question of adapting a device to the uses assigned to it then arises. In the case of single
working point, the system may be designed to be as much adapted as is it possible. However, this single
operating working point is a rare configuration, and realistic systems are asked to work in a given
range of working points. Then, the concept of adaptability, or flexibility, arises, which enters into
competition with the previous adapted concept. This problem of adaptation or adaptability concerns
all thermodynamic systems, including, of course, living systems. Indeed, as soon as we define an
envelope, we delimit the boundaries of a space occupied by a given device and the interactions
of this device with the outside world. Considering the energy and matter budget at the borders of
the device, we then characterize the relationship between the device and its environment. Since the
processes take place over a finite period of time, it is important to consider an out-of-equilibrium
description. In this paper, we consider an out-of-equilibrium thermodynamic description, driven by
locally linear equations. We show that the intrinsic characteristics of the device, on the one hand,
and the boundary conditions, on the other hand, totally determine the behavior of the system. It appears
that the allocation of dissipation largely determines the possible ranges of use of an out-of-equilibrium
thermodynamic system.
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In terms of boundary conditions, we show that the real coupling conditions of a system with
its environment are always located between the Dirichlet and Neumann boundaries, also called
“stock” and “flow” boundary conditions. It should be noted that both pure stock and flow are
extreme boundary conditions which can never being strictly reached. Between adaptable and adapted,
the performances of thermodynamic systems are therefore the result of a compromise between intrinsic
performance of a device and the coupling to the environment. This question of coupling to the
environment is the subject of the first section of this article. In the following section, we describe the
envisaged system in its most general form. The third section concerns the descriptions of the device
at the heart of the system, while the fourth section describes its insertion into the complete system.
The fifth section considers the different configurations that such a global system may encounter, and the
consequences on the production of power, dissipation, and more generally, entropy. The article ends
with concluding remarks.

2. System Description

2.1. Boundary Conditions

As indicated above, the system is composed of two sub-parts: a central zone, which we will call
the device, and which is the place of thermodynamic conversion, on the one hand, and the boundary
conditions, consisting of the source, and, on the other hand, the sink and the elements connecting it to
the device. These elements allow for modifying at will the boundary conditions that condition the
coupling of the device with the source and the sink, which is a central question for the optimization.
Among the latter, we can distinguish systems whose intrinsic parameters are constant, as is the case
for most machines, and systems, whose intrinsic parameters are subject to modification, as is the
case for living or societal systems. These latter are subject to potential developments and evolution,
which are not possible for the above-mentioned machines. By potential development, we consider
the case of living systems, societies or organisms, which can, under conditions of energy and matter
supply, develop, maintain, or regress.

In the case of systems under Neumann boundary conditions, the system is somehow fed by
a constant current of energy and/or matter, which guarantees the maintenance of the system as much
as it constrains its development. Under such conditions, the possible development of the system is
limited by the value of the current of matter and/or energy. In the case of Dirichlet systems, there
are no restrictions on access to the resource, except for the intrinsic limitations of the conversion
device. As a result, the currents of energy and matter may diverge completely, if the characteristics
of the device lend themselves to it. The same reasoning applies to the production and rejection of
waste to the sink. Access to the resource and waste production are therefore both dependent on these
boundary conditions. Let us consider, as an historical illustration, the situation of the industrial
revolution, which saw the rise of the use of fossil energy [12]. The latter are by definition stock
resources that lead the human societies to find themselves in Dirichlet conditions, as far as access
to the resource is concerned. Concerning the waste rejected to the sink, the Dirichlet’s condition
has been the norm, as long as the planet has been considered a bottomless sink. On the other hand,
if we consider the situation before the industrial revolution, it can be noted that the main resource for
development, which is the food resource, was dependent on Neumann-type boundary conditions,
due to the subjection to solar flux. Without going further into this illustration, which is beyond the
scope of this article, we can nevertheless observe the importance of boundary conditions, both on
the functioning of systems, but also for their possible evolutions. Indeed, in the case of boundary
conditions of the Neumann type, there is no possibility of development, in the sense of increasing the
current of energy and matter that feed the conversion device. Consequently, there is no possibility
of any increase of the quantities. On the other hand, there are possibilities of increase of the quality
because the conditions of coupling between energy and matter may change, as the history of life
proved it.

193



Entropy 2020, 22,29

On the other hand, in the case of Dirichlet boundary conditions, there is no limit to the increase
in energy and matter currents, which could lead to their possible divergence. It should be noted
that the actual Dirichlet conditions for the access to the energy for the human species are quite
singular in the history of the living systems. In order to remain explicit and relatively simple to
address, these questions need to be modeled in the most compact form possible. This why we
propose to describe a generic thermodynamic machine in order to guarantee a general character to the
developments of this article. Many extensions and refinements can be added, as for previous systems
in the literature [6,10].

2.2. Thermodynamic Device

The proposed thermodynamic system is described in Figure 1. It consists of a reservoir providing
the resource and a sink receiving the waste, with the respective potentials TTX and TT; fixed at constant
values. Between these two reservoirs is the energy conversion device which is the place of coupling
between a current of matter I, and a current of energy Ir. The energy current entering the system
is associated with an incoming entropy current, I;, with I1; its conjugated potential. In the case of
a thermal system of heat current Iy, temperature T and entropy current Is, we would simply have
[T I = Ig = TlIs so Iy would be the classical entropy current. The current of matter is defined by I and
its conjugated potential IT,. The energy currents budget finally writes Ir = ITyI; + ITyI;. We recognize
the fractions of dispersed energy, I'l;I;, and concentrated energy, I1;1>, which are a generalization of
the notions of heat and work extended to the case of non-thermal systems [13,14]. The coupling term
between energy and matter is defined, under I, = 0 condition, as « = —(6I1,/011;)},. The geometry
of the system is given by its length L and its cross-section A. The two currents of energy and matter
are then associated with two conductivities 7 and 07, which, at the integrated scale, behave like two
resistive dipoles Ry, = %/2%. The connection of the conversion zone with the two reservoirs is
defined by the coupling resistors R and R_, which allow the boundary conditions to be set, at will,
between Dirichlet conditions (R4 = R— = 0), or Neumann conditions, where R and R_ diverge.
This type of configuration is not in itself new, and has already been used in specific systems [14,15].
In particular, it has been shown that, under these conditions, the way the system operates is partially
governed by the feedback effects induced by boundary conditions. Some of this feedback can lead to
the presence of oscillations. It should be noted that these processes do not violate the first principle in
that they are not self-sustained oscillations, at least from an energy point of view. They do not violate
the second principle either, since these structures are highly dissipative and are only maintained by
a continuous supply of energy. It can also be noted that the incoming current of energy is used to
produce a potential difference, which, if maintained, allows the circulation of the matter under the
action of the thermodynamic force, which is defined from the gradient of the potential. This type of
analysis of thermodynamic conversion has been used with success by Alicki in various systems [16,17].
This description of two coupled currents can, of course, be extended to a larger number of coupled
currents without changing the spirit of the study.

As it is represented, the system is therefore quite generic. The main determinants of functioning
are thus summarized by three terms, the capture of the resource, its conversion into a usable form,
and the rejection of waste. It is clear that ideally the target is the one where the output power would be
maximum and the amount of energy released would be minimal. The study of the limits to achieving
this target is one of the objectives of this article. As the coupling parameter for the conversion, the «
parameter is therefore central since it determines the system’s ability to convert energy into a usable
form. A naive picture may suggest that the largest possible a value necessarily leads to the most
efficient system, but this is not correct, as we will see now.
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Figure 1. Schematic view of the generic system, with a resource and a sink, whose potential ITX and
IT§ are constant. The coupling of the conversion zone (circle) with the two reservoirs is ensured by
the elements Ry and R_. As a result, the difference potential IT{" — I is less than that between
reservoir and sink. Power produced in the conversion zone (circle) is P = —aAIl; = AlIly. The internal
resistance Ry = ALU‘z gives rise to a dissipative contribution Ry 2. The R, resistance is the output load,

and the output power is Poyt = R LI%.
3. Local Energy Conversion

3.1. Presentation

At the local level, energy conversion is produced by coupling the energy and matter currents
flowing through the device. These currents are generated by the presence of differences between
the two thermodynamic potentials IT; and IT. This local modeling is therefore based on the three
parameters of conductivity associated with energy transport, oy, conductivity associated with matter
transport, 03, and the coupling coefficient between the gradients of the two potentials, . We deduce
from this the formulation of local Onsager matrix, where V = % is the spatial gradient, here reduced
to 1D in order to simplify the description.

)y _ [ Lu Ln —VG%) )
Je Ly Ly V() 4

JE and ] are the densities of the two currents, and are extensive and conservative quantities. Given the
differential form Jp = Iy J; 4 Iy )5, the equality of non-diagonal terms L1, = Ly; is insured according
to the choice of the correct potentials — % and H% [18,19]. The four terms of the matrix are therefore
reduced to three, 07, cand &, whose correspondences with the coefficients L;; are

1 [Ly1Ly — LoiLyn

= , (2
e L1
Ly
0 = I, 3
AI'T
o= —2 i@ @)
Ally I Ly

In the absence of a matter gradient, the energy conductivity can be defined as
o, = 01 [1 + %0y /0y Hz} . The figure of merit is then defined as

a’Ry 13,

Fp="Np,= "2
" Ry~ ° LyLy —LyLp

®)

It is known that the ratio 03 /01, therefore Fy, is a direct measure of the intrinsic capacity of
energy conversion. Fy, can be related to the ratio of the equivalent specific heats by the expression
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C
v = % = Fy + 1. In their seminal paper, Kedem and Caplan derived the following expression of the

coupling parameter between the two fluxes involved in the conversion process [13]:

LlZ Fm

1= JTilm  \ 1+ En

an expression that explicitly includes the kinetic coefficients L;;. The figure of merit and the coupling
factor g are equivalent in terms of measure of the system performance: the larger their (absolute)
values, the better the energy conversion system. This can be evidenced by the derivation of the local
maximal efficiency of the conversion process in generator mode, #max:

_(1rvi—e\ _va-d ”
7]max ‘7 \/?4'1.

(6)

3.2. Entropy Production and Efficiency

The volumetric entropy production rate is given by the summation of the force-flow products,

. IT 1 1
5= v (—H—j) eV (E) — 1 (VI + VL) ®)

In the case of a reversible process S =0 sodoes J,VII, + J; VII;. We get — %XEZ = V%h =1,

where 7 is the Carnot efficiency. This leads to the general expression of the local efficiency,

VI,
= - < 7. 9
17 I e ©)
Let us define the reduced current as J
. L9p)
= 2=, 10
/ 1 (10

which is the ratio between the entropy carried by the transport of the matter, divided by the
total entropy transported. In the case of a reversible process, both terms are equal so j = 1 [20].
This expression shows three regions for the 77(j) meaning. For 0 < j < 1, the device works as a generator.
For j < 0and j > 1, the device works as a receptor. For reasons of brevity, we will mainly deal with
the generator configuration in this article.

Rewriting the Onsager matrix in more suitable form [21], we get

2 _ (%] Koy —VII,
( I ) - ( allyor  yoq > ( —VIL > (11)

Then,
. nalljop — jac VI
I e, — D VI (12)
naliion « 11
Thus,
0(2(72
o Jy =5t
N=NC e gy (13)
JoAh = SR
where ¥ = %Hl + 1. After a few algebra, we get
.2 _ _ 1 .
ne vt—(r=1j (19)

ooy -1
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7 presents a maximum for jopr = 1+ \/g for a receptor mode, and jopr = 1 — \/g for a generator
mode. Both optima reduce to j = 1 in the ideal case, when 7 diverges, where we recover the Carnot
efficiency. In this diverging case, the system do not present anymore dissipation production, and the
equivalence between the receptor and generator modes is a proof of the absence of causality of the
Carnot configuration. This absence of causality is another name for reversibility. We then recover
the Kedem—Caplan expression of the maximal efficiency, #max = ﬂc% for the generator mode,

and max = 7 gtl for the receptor mode. Let us now plot the efficiency versus the reduced current,

as reported in Figure 2.

10

n/nc

a2 T

0 T
0.0 0.5

1.0 15 2.0
J

Figure 2. Normalized efficiency Ulc according to reduced current j = aJy/]; with v = 2 (red,
dot dashed), 4 (green, dots), 8 (blue, loosely dashed), 20 (cyan, dashed), 2 x 10? (magenta, loosely dot
dashed) in main figure, and ¢ = 2 x 102 (magenta, loosely dot dashed), 2 x 10° (black, dot dashed),
2 x 10* (red, dot dot dashed) in inset. The grey area corresponds to the receptor mode (resp. generator
mode). Note that the figure is symmetrical with respect to the Carnot point (blue star), which is never
reached. This singular point defines the reversible configuration, where causality is broken.

As expected for the maximum performance achieved, 77,4 is an increasing function of the figure
of merit. On the other hand, it also appears that the sensitivity to fluctuations in j becomes all the more
important as #x is important. This is confirmed by estimating the value of the slope in the vicinity
of the maximum yield, which is 97/9(j) & —2#maxFn. The larger the figure of merit, the steeper the
slope. This local description allows us to conclude that the performance of the device is obtained at
the cost of a constraint of stability of the operating points, directly driven by the value of the figure of
merit. As an intrinsic quantity, the figure of merit defines the performance ceiling beyond which it
cannot be exceeded. It is clear from the figure that the system defined by a high figure of merit exceeds
in performance all the systems of lower figure of merit value. However, this result is strongly weighted
by the fact that, for excursions of j around the optimal value, the efficiency falls rapidly. Then, it is
not necessarily relevant to look for a device with a large figure of merit, without first inventorying the
operating range that will be brought to run this device. For simplicity’s sake, we have only dealt here
with the case where the system works as a generator, which is obtained by 0 < j < 1. It is clear that the
same study can be carried out for the case where the system operates as a receptor, instead of working
as a generator. This situation, well known for thermal machines, corresponds to heat pump operation.
More broadly, and in the case of non-thermal machines, this case actually corresponds to the operation
in recycling mode where the treated quantity undergoes regeneration. It should be noted that the
expression of performance refers only to 7, and therefore to the figure of merit, without specifying any
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contribution from ¢y, 0> and &, respectively. The local level is totally blind to these issues so we now
consider the situation of the entire system to see the relative contributions.

4. Global Conversion System

4.1. Presentation

In accordance with the diagram in Figure 1, the device of the conversion zone is connected to its
reservoirs via the two resistors R and R_, which makes it possible to explore all boundary conditions.
The presence of R4 and R_ may lead to the pinching of the potential difference I1;” — I1; according
to the system operating point. More precisely, R, governs the limitation of access to the resource
while R reflects possible saturation effects of waste disposal. This global model, although limited,
makes it possible to approach the behavior of many systems, including living systems, depending on
whether the resource is abundant or scarce, and whether waste disposal, including thermal waste,
is easy or not. Living system and non-living systems differ from the fact that the energy current is
never zero in living systems, so R; is always finite, and there is a non-zero resting point. On the
contrary, a non-living system may have a zero resting point, with zero energy current, so Ry may be
infinite in these systems. Let us consider the set of the four equations that governs the functioning of
the system (see Appendix A):

I — 11
Ir_ :aHf12+(1—(p)RZI§+7( 1R 1), (15)
1
_ (I —11)
IE, = T/ (16)
IT —II;
Ipy = ally b — pR2 2 + (11{711) 17)
IR — 11
Ig, = M (18)
Ry

These equations have their origin in the integration of the local form described in the previous
paragraph. These developments have been the subject of previous articles [14,22] , and will not be
re-described here. ¢ controls the dissipation fraction that returned to the source or to the sink. In the
following, we will choose ¢ = 0. This choice is not critical here since the effect of ¢ = 0 is driven by
Ry, which is equal to zero.

4.2. Devices with Zero Resting Point

First of all, we consider that R, = 0 and R; diverge, in order to separate the contributions of
entropy production and internal dissipation. R, governs the current of matter, so we therefore consider
that this current may not be limited, so there is no intrinsic dissipation within the device. The figure of
merit of the device is then infinite and we may expect to reach the ideal conditions and the Carnot
efficiency. However, the classical discussion around the Carnot efficiency is based on pure Dirichlet
boundary conditions, which is clearly not the case here, so we have to consider the new conditions
introduced by the modification of the boundary conditions. In the present configuration of zero resting
point systems, the general equations (see Appendix A) can be summarized as

151
=12, (19)
LR D
IR,
Ipy =—12=_, 20
E+ R+12 +% ( )

with the output power givenby P = Ig, — Ig_.
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The plots in Figure 3 summarize the behavior of the global system. The output power presents
a maximum and two zero values. The first value corresponds to the case where the efficiency reaches
its maximum. This situation is obtained for I = 0, so I = Ig; = P = 0. This means that no
matter or energy can flow through the system, which is a totally useless situation for a physical system.
The second zero power value is reached for a current of matter I, named the short-circuit current,
by analogy with electronics. In this situation, the produced power is completely re-dissipated inside
the system. I, is therefore an ultimate operating point for the system, working as an energy generator.
For a truly efficient operation, it is therefore necessary to try to push I, to large values, which are
obtained by getting as close as possible to Dirichlet conditions. In the general case, the approximate
expression of this current is

1 ATy
b ® ————, 21
2sc P R_H§ +R+Hf (21)
which confirms that Dirichlet’s conditions where R_ = R = 0 are to be sought, if accessible. Since the

resting point here is zero, the power curve necessarily intercepts that of Ir_. Beyond this interception
point, the system is in a situation where it releases more waste than it produces output power. We call
critical point the point where P = Ir_, reached for .. The fact that power is not a monotonous
function of I, is actually quite unexpected because, to the extent that R, = 0, the total absence of
intrinsic viscosity should not lead to any limit to I,. However, if we carry out a development at the
first order of the expression of power we find

P~ {aAHl - (H§R+ + HfR,) zlez] L 22)
which clearly indicates the presence of a viscous friction term Ry,

Rpy ~ o*(IIFRy + TR ) (23)
which reduces the transport of the matter, even though the intrinsic viscosity, i.e., Ulz , associated with
the transport of the matter, is zero. This additional dissipation is a pure feedback effect that is due to
the presence of boundary conditions at the general limits where R et R_ are non-zero. This additional
dissipation can only be rendered null if Ry = R_ = 0, i.e., a strict Dirichlet condition, which is,
in reality, only very rarely observed. Note that the condition « = 0 leads to the same result but it is
useless because in this case the transport of energy and matter are fully decoupled, and the device
does not convert the energy anymore. The conditions Ry = 0 and R; — oo determine the performance
envelope for a system with an ideal conversion zone. In particular, it is noted that, although Ir and
Ig_ are increasing functions of the current of matter I, the growth rate of the energy waste current Ir_
always ends up reaching that of the energy current Ir supplied to the system. In addition, even in
the case of a system whose core is composed of an ideal device, (R, = 0,R; — ©0), the increase in
the current of matter inexorably leads to an increase in the current of waste in larger proportions to
the rate of supply of resources. The only way out is to limit the current of matter to values below
a threshold, which may be that of maximum power, maximum efficiency, minimum waste generation,
or below the critical point. In the Figure 3, the response is given for two different values of the coupling
parameter «. The influence of « is quite surprising. At first we observe that the lower is & and the
lower are the output power and efficiencies, as expected for a lower conversion level of the energy.
However, in the same time, the short-circuit current is strongly enhanced, opening the way to a large
range of I working points for the transport of the matter. This is due to the a =2 dependency of I.
This leads to the conclusion that the search for a very efficient system is in contradiction with the search for
a very adaptable system.
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Figure 3. Representations of the powers I, Ir_, with Rl’l =0,R; =0(and P = Pout), Ry =R_ =2,
Hls =1, l'[f = 30. (a) shows efficiencies (resp. in red and green) 17, /_ = Pout/I2,, in function of I,
the current of matter. (b) is the efficiency in function of the power produced Poyt. (c) show the power
(resp. in red, green and black) Ir ., Ir_ and Pyyt in function of I,. (d) shows (resp. in red, green and
black) COE,,_ = Ig,, /I and COEp,, = Pout/ I in function of I,. Dotted lines are « = 0.9, solid
lines are « = 1, dashed lines are « = 1.1. In (c) and (d) cyan stars show short circuit situations I,
yellow circles are critical points Ip¢p. In (b) vertical and horizontal red lines are respectively maximal

efficiency and maximal power.

Let us now focus on the issue of the trade-off between power efficiency and waste generation.
The Figure 3a represents the curves of the production efficiency #,,,s = P/ I+ and the waste efficiency
Huwaste = P/Ig_. Note that prod s which is the traditional efficiency, is limited by the Carnot efficiency
but #7yaste is not, since it does not refer to the traditional expression of efficiency but is just an extension
of the notations. 77,4 is bounded by a zero value, which corresponds to zero power, and a maximum
efficiency point, reported in Figure 3b. Between these two values, the system presents a maximum
of the power, which absolutely does not coincide with the maximum efficiency. In this configuration
the MPP or mEP operations are clearly disjointed as already mentioned [23,24]. Let us now consider
the cost of carrying out a unitary process. By unitary process we consider a process standardized
by the value of the associated transport of matter, i.e., the ratio between the energy currents and the
matter current. We call this quantity Cost Of Energy, i.e., COE. This makes it possible to consider
energy expenditures with regard to the associated matter transformation along a unitary displacements.
In other words, COE can measure the amount of energy needed to be rejected as a waste, for displacing
the matter from a unit length. This quantity is already known in biology as Cost Of Oxygen Transport
(COT), where it has made it possible to qualify a unit displacement with regard to the energy released
in the form of waste [25,26]. Here, we extend the notion in a more general form where COE is defined
by COE | which is the cost of energy needed to feed the system, and COE_ which is the cost of waste

energy that is rejected, so,
COE,, = /= (24)

L

Note that the COE is a strictly decreasing function of I, and COE_ is a strictly increasing function
of I. This means that the cost of energy needed for a unitary process decrease when I, increases but,
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in the same time the amount of waste always increases. There is therefore no optimum to consider
any minimization of the waste. In addition, it is important to note that the Ry’ ! = 0 configuration is
the only one that provides the strong coupling conditions, for which the energy and matter currents
are roughly proportional [10]. In this case, the Onsager matrix has a zero determinant. This situation
is an idealization of the transport of energy entirely achieved by the transport of matter. In other
words, it is a question of considering that the behavior of out-of-equilibrium thermodynamics may
be equivalently described by pure mechanics. This is obviously never fully encountered unless it is
considered that a ATT; difference can persist without an associated current of matter existing. This is
the purpose of the following paragraph.

4.3. Devices with Non Zero Resting Point

The study of devices with non zero resting points concern the case of all systems for which
a shutdown means death. Indeed, unlike a machine, all living systems are never totally shut down,
and always keep a minimum operating point value , which we call basal, also known as a resting point.
This situation corresponds to the case where Ry has a finite value. While remaining, for the moment in
the case where Ry = 0, we can develop the main results from this configuration. The general equations
of the system are given in Appendix B. In this situation, the efficiency, nor the power, can reach the
previous values, as reported in the Figure 4. At the resting point I, = 0, the system is in its basal
configuration where P = 0, so I, = Ig_ = B with,

AT,

B=——7"——
Ry +Ry+R-

(25)
The typical response of systems with non zero resting points is given in the Figure4. One can
notice that the general shape is not strongly modified from the case of zero resting point configurations,
except the presence of a non zero current of energy even at zero I, and a slight modification of
the short-circuit point. Regardless of the reduction in efficiency introduced by the presence of Ry,
the search for a system with a very low basal point requires to be located in a configuration close to
Neumann conditions where R and R have very large values. This is not problematic except that
it requires the system to operate at low values of I, in order to limit the dissipation due to the term
Rpp. There is therefore a fundamental contradiction between having a system with low resting power
consumption and a system that can provide significant power. It is clear that a sober system, in the
sense of its consumption at rest, is unsuited to the production of significant power, without leading to
significant dissipation at high speed, or equivalently, high I,. If such a power is sought, then it implies
that the boundary conditions should be of Dirichlet like with Ry ~ R_ ~ 0. However, in this case the
system will have a necessarily high rest consumption. Compared to systems with a zero resting point,
it can be seen that the maximum power operating point and maximum efficiency operating point tend
to approach each other as R; increases. In this configuration, as can be derivated in [27], the feedback

resistance is approximately given by

2
Ry~ — <er>; = R*a(IT;) (26)
Ri+R- TRy

where R* = % and (ITy) = TR /2 4+ I1§ /2.

Compared to the previous configuration the dissipation introduced by the presence of Ry, can now
be modified whatever are the boundary conditions because R* < Min(Ry+ + R—, Ry). More precisely,
in the case of Neumann-like boundary conditions, there is a restriction to the value of R; where
Ry < Ry + R_ is expected. Under Dirichlet-like boundary conditions R, and R_ are small so there
is no condition on Ry. Consequently, a system with a very low basal point, with large values of both
(R4, R-) (Neumann like) and Ry will suffer from a large R, and is then limited to very low I currents.
If the boundary conditions are more like Dirichlet conditions, then R b keeps low but the low basal
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level now imposes that R strongly increases, which reduced both the available power P and the
efficiency. Thus, we can see that there is no room for a powerful and efficient system working in all
conditions. The main trade-off is between power and efficiency, but it ultimately extends beyond that.

2.0 = 1.00
" _ . 10
g g

) S 0.01

.U ”O

= S=

= o. M o2 A

0.0 : 0.00 . . .
. 0 1 2

Output Power

Powers

Figure 4. Representations of the powers I, [r_ and P, with R}’ 1 =005 Ry, =0 (and P = Pouy),
Ry =R_ =2, I"[f =1, Hf = 30. (a) shows efficiencies (resp. in red and green) 1, ,_ = Pout/ 2, ,_
in function of I the current of matter; (b) is the efficiency in function of the power produced Poyt;
(c) shows the power (resp. in red, green and black) I, Ir— and Pyt in function of I; (d) shows
(resp. in red, green and black) COE,,_ = Ig,, /I and COEp,, = P/l in a function of I;. Dotted
lines are @ = 0.9, solid lines are « = 1, dashed lines are = 1.1. In (c) and (d), cyan stars show short
circuit situations I, and yellow circles are critical points Ioc,. In (b), vertical and horizontal red lines
are respectively maximal efficiency and maximal power.

From a rather general point of view, the incoming energy current Ir; makes it possible to establish
and maintain, thanks to the presence of Ry, a potential difference that permits the production of output
work. On this point, we join the work of Alicki [16], who considers that the incoming energy current
makes it possible to maintain a difference in potential, exactly as a pump would do. This situation
is particularly described in the case of photovoltaic structures, with a difference in electrochemical
potential [16], or in the case of muscles where the attachment and release cycles of actin and myosin
structures lead to the maintenance of a force [28]. It should be noted that, depending on the position of
the resting point, the power curve can intercept between zero and twice the Ig curve. It can therefore
be seen that, in the case of systems with a relatively low resting point, there may be an area for which
the power produced is greater than the power released as a waste. More intriguing, this area can
start with a non-zero value of I. In other words, there may be systems for which the situation I, # 0
leads to a proportionally smaller waste production than at rest. Systems with a non-zero resting point
therefore present very different optima than non-living systems, whose zero resting point leads to
minimizing power by stopping the machine. By using the definition COE_ = Ir_ /I, we can plot
its response according to I». It should be noted that the COE— has a minimum value, which does
not coincide with the maximum power point. This defines a new operating point for the system,
which characterizes the situation where the system minimizes its production of waste.
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An illustration of this can be given if we consider the motion of living systems. Let us consider
that the task to be accomplished consists in moving the body over a unit distance, the question arises
as to how fast this operation will lead to a minimum of waste, essentially in the form of heat and
metabolic degradation products. It is clear that displacement here corresponds to the transport of
matter, and is therefore assimilated to I, proportional to the speed of travel as previously said. There is
an abundant amount of literature showing that there exists a minimum of the so-called COT = COE_
point for all animals for which movement appears to be favored when the COT is minimal [25,26].
As expected, see Figure4, COE_ and COE+ curves have a common point at the short circuit point.
We previously saw that Dirichlet’s conditions, Ry = R_ = 0, were those that minimized the feedback
resistance Ry, and allowed for considering potentially a divergence of the current of matter and the
output power. This simple observation shows that strict Dirichlet’s conditions are simply nonphysical.
Nevertheless, one can consider that this condition can be approached. However, the presence of R ,R
and R; in series shows that Dirichlet’s condition is asymptotically obtained only if the ratios R /Ry
and R_/R; are negligible, which imposes an important value for Rq, and therefore a high value of the
basal power. We therefore see the emergence of a paradox, which, seeking to minimize the dissipation due to
Ry leads to the constraint of high consumption at rest. The same system cannot therefore be both very powerful
and very energy-efficient at its resting point. We find here the generalization of a well-known situation,
for example for the thermal engines of vehicles, in which the engine’s displacement determines its
ability to produce power, as well as its efficiency.

4.4. Internal Dissipation Devices

Let us now consider the introduction of the dissipative term Ry. The output power of the system
is now represented by Figure 5. As a thermodynamic engine, the system provides a power P =
_ 2
a (IT] —TI1;) L as already defined. The efficiency of this part of the system is given by 77, = Pigzlz
Thus, the total efficiency of the system is

Nsys = M2, (27)

with y; = % Compared to the previous configurations, both the power, the short-circuit current I,
and the efficiency are now reduced. The influence of R, appears to be always detrimental, which was
not the case for R;. It is clear that one should look for minimal R; if possible. In other words,
in the expression of the figure of merit, there is a constraint on R;. At first, both « and R; seem to be
non-constrained, and the same figure of merit can be obtained for various values of the couple (2, Ry).
Nevertheless, as we have mentioned, the present description shows that R is linked in series with
Ry Consequently, the constraint on Rp can be relaxed to the condition Ry < Rpp. According to the

a?(ITy)
1

2
expression Ry &~ -, this leads to the condition 1 + % < % (IT;) where we recognize the

Ry +R-
figure of merit, so the condition becomes

1+ R < Fu, (28)
Ry

where Ry = Ry 4+ R_. According to the previous observation, the minimization of the dissipation
occurring from the Ry, term imposes that 112{—1 should be large enough. Thus, we now get
a supplementary condition for F,,. In this expression, the boundary conditions and the intrinsic
performances of the device are considered together. Under Dirichlet conditions, 1 + % diverges so the
system keeps its level of dissipation low only in the case of a very large figure of merit, and is forced
to work at very low I values. Under Neumann conditions, Ry, diverges and then the condition on
the figure of merit is then relaxed. Ideally, even when achieved asymptotically, one might want to
achieve maximum power, as well as minimal waste production, combined with maximum efficiency.
We conclude that looking for maximum efficiency always leads to approaching the Carnot point, which is, even in
an out-of-equilibrium description, the point where power production is canceled out.
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Figure 5. Different representations of the powers Igy, Ig_ and P, with R} L = 0.05, R, =14,
Ry =R_=2, I’If =1, Hf = 30. (a) shows efficiencies (resp. in red and green) 7., = P/L_,

as a function of I, the current of matter. (b) is the efficiency in function of the power produced P.
(c) shows the power (resp. in red, green and black) g, Ir_ and Py in function of I,. (d) shows
(resp. in red, green and black) COE, ,_ = Ig,, /I, and COEp,,

lines are @ = 0.9, solid lines are « = 1, dashed lines are « = 1.1. In (¢) and (d), cyan stars show short
circuit situations Ips. and yellow circles are critical points Ic,. In (b), vertical and horizontal red lines

= Pout/ I as a function of I,. Dotted

are respectively maximal efficiency and maximal power.
5. Entropic Point of View

The previous power budget analysis highlighted three classes of systems: systems with a zero
resting point, systems with a non-zero resting point, and, finally, systems with an additional internal
dissipation term Rj. Let us consider these three classes again from the entropic point of view.

5.1. Devices with Zero Resting Point

The production of entropy from the presence of R_ and R} is given respectively on both sides of
the device by

. 1 1 a?I2R
=] | =2 2
SE+ E+ <I—Ii'. H{{) ]+0612R+, ( 9)
. 1 1 a?IZR_
Spo=Ip |- — | =—"2—"—. 30
e (nf Hl> 1—ahR_ (30)

The results are given in Figure 6.

There is clearly an asymmetry in the two entropy productions. Indeed, if the two contributions
injtially increase in a quadratic form with the current of matter, the contribution of the resource side,
Sg, tends to a linear progression independent of the coupling condition R, while the contribution
on the waste rejection side S £— tends to diverge as soon as I ~ 1/aR_. It is surprising to see that,
in addition, this divergence is more marked as the coupling factor & between energy and matter is



Entropy 2020, 22,29

important. There is therefore no other solution than to make R_ as small as possible, and therefore reject all the
waste easily. This is an additional constraint for the design of efficient systems.
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Figure 6. Evaluation of the entropy production with the same configuration as in Figure 3, Ry 1= 0,
Rp =0,Ry = R_ =2,IIj = 1, TIR = 30. (a) shows Sg. and (b) shows Sg_, both in function of I, the
current of matter—the same color and line-style code as in Figure 3.

5.2. Devices with Non-Zero Resting Points

Let us now look at the configuration of non-zero resting point systems, while keeping R, ~ 0.
In this case, the general expressions become

: 11 RiIE,
Spp=lpy [ | =R (31)
M TF) T R I
: 11 R_If_
T (e S — (32)
<Hf I, > (R-Ip— +TI3) TI§

The results are given in Figure 7 where Ir; and Ir_ are defined according to the Appendix B.
We can see that the presence of R; reintroduces a significant symmetry between the two contributions
to the entropy production. Moreover, the question of the importance of the quality of the coupling
on the resource side, by minimizing R, or to the rejection side, by minimizing R_, is now of
equal importance.

5.3. Internal Dissipation Devices

For internally dissipated devices, the term R, produces a quadratic dissipation RyI3. We have
seen before that the presence of Ry never brings any advantage in terms of energy conversion since
it only contributes to lowering the power available at the output of the system. As this dissipation
diffuses into the system, it is itself a source of entropy, as shown in Figure 8. At this stage, it is important
to know how this dissipation occurs. In the case of some thermal systems, an analytical calculation
can be carried out that leads to an equal distribution of this dissipation between the resource and
the sink, i.e., ¢ = 0.5, see Appendix B in accordance with [22]. In other systems, such as muscles
subjected to moderate stress, this dissipation is considered to be completely rejected into the sink
(¢ = 0) [14]. For some living systems, including homeothermic species, it is likely that a fraction of
this dissipation is partially released, and partially used to maintain the central temperature of the body,
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leading to a value ¢ ~ 1, depending on outdoor conditions. One example is the case of vaso-dilatation
and vasoconstriction of peripheral vessels, which is a solution for modulating the value of R_ and
consequently reject less, or more, heat outside of the body.
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Figure 7. Evaluation of the entropy production with the same configuration as in Figure 4 with
R;' =005 Ry =0, Ry = R_ =2,TI§ = 1, IT{ = 30. (a) shows Sg and (b) shows Sg_, both in
function of I, the current of matter—the same color and line-style code as in Figure 3.
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Figure 8. Plot of the entropy production with the same configuration as in Figure 5 with R 1 =0.05,
Ry=4,R, =R_=2, H? =1, H{Q = 30. (a) shows Sg, and (b) shows Sg_, both in function of I, the
current of matter—the same color and linestyle code as in Figure 3.

6. Adaptable or Adapted?

The study of the behavior of a generic system composed of a conversion device, and the boundary
conditions to the reservoirs, now allows us to establish several observations. First, the search for the
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best device, in terms of power and efficiency, can be summarized by the search for the largest figure
of merit F,;;. However, this result must be modulated by the fact that the value of F;, is determined
by the set of the three parameters Ry, Ry, and a which, at this stage, do not present any constraints.
In addition, few thermodynamic devices have a single operating point, but are generally expected to
operate over a wide range of uses that principally means large range of I. In the precedent paragraph,
we concluded that the greater the figure of merit, the smaller the effective operating range becomes.
Indeed, for such a narrow range, the users must then conform quite strictly to that imposed by the
value of the figure of merit of the device. This observation explains quite simply why the consumption
observed by vehicle drivers is always larger than that reported by vehicle manufacturers, since the
actual conditions of use never coincide with the test conditions. Similarly, the measured performance
of equipment in dwellings, as well as the performance of the dwellings themselves, is below the
expected performance during construction. This observation leads to the recommendation that devices
intended to operate over a wide range of uses should not be designed solely on the basis of their
maximum performance in terms of efficiency and power. Beyond this observation, the question arises
of determining, within a system, which of the three parameters Ry, Ry, and « should be optimized as
a priority. We can first conclude that, unless there are situations where dissipation is explicitly sought,
Ry must be systematically minimized. With regard to R;, we have seen that its choice determines
two categories of systems, depending on whether R; is zero or not. It must be noticed that Ry = 0
is not possible for living systems because a resting point does exist until the death. In the category
where Ry = 0, the operating range of the system is limited by the feedback effects that introduce
an excess dissipation term Ry;. Note that this term can be minimized if the boundary conditions are
as close as possible to Dirichlet conditions. In this situation, the currents of matter I, and energy
Ir may diverge. This situation has been that of our societies since the beginning of the industrial
revolution [12], with coal, followed by an acceleration after the Second World War, due to the rise in
oil consumption. The divergence of matter and energy currents is directly linked to an increase in the
figure of merit, through an increased facilitation of the circulation of matters and energies, which is
produced by a minimization of R, as well as an increase of #, i.e., technological progress that allows
thermodynamic potentials to be more strongly coupled. A basic illustration of this increase is the
performance of steam machines, which have gradually increased the ratio between outlet pressures and
inlet temperatures [29]. The second category of system concerns the case where Ry # 0. These systems
are particular in that they consume energy, even in a resting situation. We can include living organisms
and societies, but also machines, when the latter operate in the idle position, with no other power
production than the maintenance of this idle. We have seen that, in this case, there are two categories
of systems depending on whether we favor power production or low consumption at rest. These two
categories are resolutely distinct and it is illusory to think of a system capable of producing a very high
power, while maintaining a very low basic consumption. The choice of Ry, i.e., the dissipation at rest,
is also decisive in the dissipation produced by feedback. The issues of minimization or maximization
of efficiency and power are therefore part of a much broader framework than initially thought.

7. Discussion

We proposed a generic thermodynamic system model that allows for considering several
situations of coupling of the energy and matter currents, as well as their conversions. At the local level,
the intrinsic performance of the device that constitutes the core of the system was studied. It appears
that the best intrinsic performance in terms of power and efficiency is obtained for the devices with the
largest figure of merit, without specifying the respective contributions of the conductivities associated
with the transport of energy or matter. However, the sensitivity of these devices to changes in the
reduced current j shows that the intrinsically most efficient devices are also the most constraining
because they require precise control of this reduced current, and therefore of energy and matter currents.
At the scale of a complete system, the coupling to the external environment very strongly modifies the
conclusions compared to the observations made at the local level. It is observed that behavior is mainly
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governed by the boundary conditions that connect the local system to the resource and the waste.
The presence of boundary conditions such as Dirichlet or Neumann leads to a wide variety of behaviors.
The ideal Dirichlet conditions are the only ones that do not lead to any feedback, and consequently
conduct in the absence of limitations for the energy and matter currents. When the boundary conditions
are between Dirichlet and Neumann, many possibilities then arise. The presence or absence of a resting
point for the system strongly influences these possibilities in terms of power, but also in terms of
waste production associated with the completion of a task. The concept of coefficient of energy cost,
COE, is introduced, generalizing the classical COT already established for biological systems. Finally,
it is observed that the internal dissipation produced by the presence of R; is always detrimental for
both the efficiency and the power. Its only positive contribution is limited to cases where dissipation
and entropy production are explicitly sought, as in the case of homeothermic animals.
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Appendix A

We consider the set of the four equations of the generic model:

I —IT
Ip- =ally b+ (1— @) R I3 + (11{71) (A1)
1
_ (g 1)
IE, = T/ (AZ)
I — I
Iy = ally I — Ry I3 + (112711) (A3)
IR — 1T+
Ig, = g (A4)
Ry

The ¢ term defines the fraction of the waste which is respectively rejected to the source and to
the sink. This is a well known parameter in some thermal engines [22]. In the case of a living system,
¢ may define the ratio of heat rejected outside of the body and kept inside.

The resolution of the four equations gives

I 1 D -B IT§ + (1 — ¢) R_R,I?
+ | = ap—8c R 2 : (A5)
I AD-BC\ -C A TR + R4 Ry 1
with
R_
A=1—aR_I+ Ril,
R_
B= R
Ry
C - 7R71,
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Appendix B

In the case of a system without dissipation, R,=0, the general equations become

BN § R § by
o =art (A6)
Ry
I = R_Ip_ +11§, (A7)
I —II;
Iy = artip + (A8)
Ry
I =TI} — Ry Igy, (A9)
which leads to
) el LT + 51 + a AL gLTIR + AGHH o
E+ = 11 AB , (A10)
. al fLTIR + 58 — aBL LTI — B A
= 1+ AB ’ (A
with
_ Ry R_
A: 0612R177777>,
< Ry Ry Ry
Ry Ry
B=(ahbR ==+ 4+ 1
<“ M TROTR >
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