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1.

Maxwell’s equations and charge conservation

We can consider systems where flowing matter is formed by charges species, hence causing and experiencing
electromagnetic fields. Specifically, we are able to define the charge per unit mass of species «

Zo = N —= 1
i 1)

where F is the Faraday constant, and n,, is the elementary integer charge of species a.

The balance equation for the electric charge (2) derives from the continuity equation for species mass density
and can be written as

3Pel
ot

=-V:1==V (pav + jei) where Z My 2o =0 (2)

where the electric charge conservation is guaranteed even for chemically reacting systems. The total electric
charge density p.; and the total electric current flux ¢ are given, respectively, by

k k
Pel = Z ZaPao 1= Z ZaPaVa (3)
a=1 a=1

or, alternatively by

i=pav+ju  With  ju =) Zaja (4)
where j.; is the flux relative to the mass-average velocity.
The total electric charge density pe; and the current density ¢ are related to both electric E and magnetic

H fields via the so-called Mazwell’s equations. If we consider a polarizable and magnetizable medium, it is
useful to express the Maxwell’s equations in Lorentz-Heaviside units [1], as follows

VxE_—lgB V-D = pgy
VxH_lgD+f V-B=0
c Ot c

where D is the electric displacement field and B is the magnetic displacement field.

On the dividing surface, these equations give

VxE* +nx (E'"-E") = —f—B€+ %vj_ (B'' — B') V-D* + (D' — DY) = pg,
(6)
V xH*+nx (H" - H") :%%Ds—évj (D”—DI)+%iS V-B*+ (B -B{)=0

Charge conservation on the interface is given by

8

54 * 4+ V i*+n-[iT =i = (pl] —pl)] =0 (7)

together with the interfacial electric current

i1 —vipy =0 (8)
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and the transversality conditions

1 .
nx E°——viB*=0 n-D*=0
c
: )
nx H 4+ -viD°*=0 n-B*=0
c

As to simplify future expressions, we can introduce the electromagnetic fields measured by an observer moving
with barycentric velocity v in the nonrelativistic approximation. As proposed by Albano et al. [1],
v
E*—E+°2xB H -=H-2xD i =i — vpy
& C (10)
* v * v *
D*=D+—-xH B*"=B—-—-xFE Pel = Pel
c c

These relations are perfectly valid in the bulk regions; on the dividing interface, we will have the same
expressions with v = v*. By applying the relation (8) and the transversality conditions (9), we get the useful
result for a dividing interface ”at rest” (v® = 0)

nxEY"=n-D*=nxH"=n-B*=n-t"=0 (11)
In a polarizable and magnetizable material, we can define fundamental quantities such as the polarization P
and the magnetization M. Recalling the expressions for P and M from theory [1], we write
P=D-E and M=B-H (12)
similarly to (10), we obtain the barycenter-related (or surface-related if v = v*) relations
P*:P—%XM and M*:M+%><P (13)
with the relative transversality conditions
P* = Dj” M;* = B} P =—-E7* M =—-HY" (14)

If we refer to previous works [5, 16], we can recall the definition in Lorentz-Heaviside units of the bulk-phase
electromagnetic energy density per unit volume ¢

1, , , g , , . )
+3 B -M-B - = (B x M) with  i=L11 (15)

o= B

and the interfacial electromagnetic energy density per unit of surface area g*
S
¢'=D-E*+B-H" - . (HxE*+ H* x E) (16)
c

1, . .
The quantity — (E’ x M Z) represents the momentum density of the electromagnetic field and the superscript
c

777 indicates a quantity averaged over the different bulk phases.

Finally, combining Maxwell’s equations (5) we can derive the fundamental Poynting’s theorem for the bulk

0 0
EFE-—D+H-—B=-V-¢c(ExH)—1-E 17
D TH 5 c(ExH)—1 (17)
From (17) it has been obtained [7] the evolution equation for the bulk total energy density (i.e. kinetic energy

and electromagnetic energy) for a polarizable system (with ¢ = I, IT the two bulk phases)

g (1 ., .2 1, .2 1, .2 i ool ” ; . .
m{Qp"v’| +5 B+ 5 [B] - M- B - — - (B xMz)} with =111
:a{lpi|vi’2+gi}
ot 21 (18)
V.{Qpi|vi|2vi+ﬂ_i'vi (Pi*’Ei+Mi*.Bi),Ui+C(Ei XHz)}
i i i s i ix AP i i dM
+r Vo' -3¢ - E” - p'E -W—pB g
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In the same way as in (17) and in (18), we now report [1] the Poynting’s theorem for the interface (19)

S0 0 s (9 = s [0 5

:7C[V'(EXHS+ESXH-)]+Cn'(HIIXE117HIXEI) (19)
+v} [E-(D""-D")+H-(B" -B")]-i* E—i-E*
and the evolution equation for the total energy density for a polarizable interface (20)
a (1 v° 0
D E*+B-H*—- — . (HxE*+H*xE
8t{p|v|+ + o (HxE + x)} at{”“"*g}
— —is*'E*—;*'ES*+WSI( )
1 _ _ _ _
{V~[2p3|v8|2v8+7r5~v8vS(D*~Pj+E*- HerB*~Mj+H*~MHS)
+C(E><HS+ESxﬂ)]}fn~(1rnf7r1)ovs
S S* nE] 8
—‘rV"lJ)PJ_ —F -(&—l—V-v)Pl
(20)

atJrV 'u)M“

B ( o)z (2
—7M (ujxPS)H%P.[V-vS(UjxMS)]+cn~(H”xE”—HIfo)
s 1 2 1 2 1 2
fot [Q;Efq e LiBp - Ls +pH.Epr.Ef]
+%vs (v —v}) (P x BT+ B x M) — (v —v?) (P' x B' + Ef x M)]
1

-3 [pII (Uil _UL) (|v”]2 _ |v” _,Us|2> _ (Ui —Ui) (|v1|2 _ ’vz _,vs|2>:|
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2.

Derivation of o in the presence of electromagnetic fields

2.1 Balance equations

Here we derive the interfacial entropy production rate ¢® for a polarizable multicomponent system in the
presence of electromagnetic fields. In our case, we make the assumption of local equilibrium in both the bulk
phases as well as for the interface. This means

st =" (ui, p', NL p™, ml*) in the bulk regions with ¢ = I, I'T

21
s° =35 (u’, p°, N5, p™, m") at the interface 1)

where the polarization p and the magnetization m are expressed per unit volume (for the bulk) and per unit
area (for the interface).

Firstly, we recall Gibbs’ thermodynamic fundamental form for a one-component system in the absence of

electromagnetic fields:
dU =TdS — pdV + pudN + vdA (22)

which can be extended for an entire system at equilibrium in the form of the Euler (23) and the Gibbs-Duhem
(24) equations :
U=TS —pV +uN+~A (23)

SdT —Vdp+ Ndu+ Ady =0 (24)
For each of the two equilibrium bulk phases (I and I7) we then have

U =TS —pVi+uN" for i=11I

. . . (25)
S*dT — V'dp+ N'dpu =0

By defining the interfacial quantities N* = N — N! — N2, U* =U — U! — U? and S* = S — S — 52 (with
V = V! +V?2) [16], we can re-write expressions (23) and (24) for interfacial systems in global equilibrium:

u® =Ts" + 7+ fip® (26)

s°d°T + d°y + p°d’i =0 (27)
dS
From now on, we will identify d® as e which can be seen as an ”interface total time derivative”. Note
that in (26) and (27) the purely intensive quantities T, fi and 7 are now closely related to the ambiguous
gauge-variant excess densities u®, s° and p®. As for other physical systems, according to the Gibbs phase
rule, one independent physical variable is lost because of the coexistence of two phases.

We can now extend (26) and (27) for a polarizable and magnetizable system in the presence of an electromag-
netic field.

ut =T + v+ fip* + (Eﬁ)eq pi* + (DY), p7 + (Flﬁ)eq -mi" + (B1),, mY (28)

SAT +d*y + p*dfu+ pif* - d° (E”> +py d* (DY), +mi" - &’ (ﬁﬁ‘) +my d*(B1), =0 (29)

eq eq €q
Rewriting (28), (29) for a multi-component systems, given [ix, = fig (T fi1, ..., fik—1) and v = v (T, fix, -, fik—1)

k—1
W =TS 4 S gk + (B) Pl (DL, 0% + () omi + (BDmE 60)

a—1 €eq €q
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k—1

ST A+ Y phd o+ pd o] d* (Bf) 4ptd* (DL),, +mi-d (Hf) 4w d (BL),, =0
a=1

(31)

We can now obtain the expression for the total interfacial energy density e®. To accomplish this, we simply

add to (30) the kinetic energy density term — |v5\ to account for interface movements, i.e. e® =u®+ = |'v5| .

k
S ~AS 1 nES * B LS Sk [T * * % Sk
e =T +y+ > (a5 + 5 ) ol + (EH) pi*+ (DY), P+ (H”) -mj* + (B]),,m" (32)
a=1 2 e ! 4 !

By differentiating the Euler equation (32) and using the Gibbs-Duhem equation (31), we get the expression

ds _ - 2 d’ v° f SnyS
a = dt +Z <“°‘_ ) a0 (33)
N d CES B d ds s s
+ (Eu)eq'gl’n + (D), P + (Hn) o ™ T (Bl g

where v® - v°dpS, + pSv°® - dv® = v® - d (p3,v°); the third term in (33) is associated with the kinetic energy.

Let us call a the density of a generic conserved quantity and a® its ambiguous excess density. For an
inhomogeneous (i.e. non planar) moving interface, the interface normal velocity v, may be affected by the
transport processes occurring within the very same interface. If we consider as a reference the interface
defined by the gauge a® = 0, we can write the generalized expression

(O (aU —al) =n- ('uHaH—Fj;I —vla! —jiI) -V-g.+7F (34)

where j2 is the interface analog of the bulk conductive fluxes j! and jI/, and the symbol F represents the
electromagnetic source term.

In addition, we report the jump momentum balance,

1
- (;1 — ;I) n- ('u“ —'uI) (’u” —v)=n- (7r”—7rl) -V w (35)

together with other jump relations [16] (36) and (37),

ol (,UI _ ,Us) _ </j1 _ pll)_ (,011 _ ,UI) (36)
pII (vll B ,Us) _ (le _ pll) ('UU _ 1;1) (37)

Let us now assume the gauge p° = 0, we can then recall from previous works [16] the time evolution (i.e. rate
of change) equation for a generic extensive interfacial density b®
6Sb8
ot

: s\ (pII _ 3l s : :
= (U;p - ’U:L) (b —-b ) - V” . ('Uflefbg) - bGVH . ’U:T (38)
In the equation above (see (38)), the ”interface partial time derivative” has been introduced; for a surface
moving with velocity v?®, it can be formally expressed as

0° 0
= vtsranslational + v(Sieformational = at 8t + vtr A% (39)

,US

Semester Project 11 7



By combining expressions (34), (38) and the evolution equation for the total energy density in a polarizable
interface (see (20)), we derive the evolution equation for the excess total energy density e® in the gauge p* =0

aSeS

S = Vi Wi gy ) =Y

in. [(v” _— ol ‘*‘jgl TIPSR T Y (,UI — ) o! —jé ! _,UI]
co o B - (B0) | o D1 - 00),,) +m [ - (A7) |+t [2 - (81),,]

) * a s S* nEd a s S*
+ D '<at+V"U>pJ_ +E -(m—i-v-v)pl

% a s Sx r 7> a s 5%
1— s s s 17 s s s
+om [V v (0] xpY)] = B+ [V v (v] x m)]

Fet [L1 - B B - B B

1 {n [(vu — ) (pH « BT+ BT « mH) _ (,UI _ vs) (pI « B + E! x mI)]}
(40)

We set e® = u® + % (v® - v®) in (40), and recognize in (40) the definition of the Lorentz-Heaviside bulk-phase
electromagnetic energy density per unit volume g° as defined in (15). Then, we can start to derive the
evolution equation for the excess internal energy density u®
o0*u®
ot

==V (visu’ +345) —u'V v, -7 V) v* —v* V- 7°
1
in. |:(,UII _— (u” i 5pH,UH ! 4 {p! x B + B x mII}) Ly

1 .
_( I_,Us) <UI+2[)IUI"UI+US{[)IXBI+EIX’I’I’LI})—‘rgI’US—TfI"UI—j;
+'L€*E_'*+2*Eg*
+D* Q—FV ’US S*—FE* Q—FV ’US S*
ot PL ot Pj
+B* g-i—V 'US m9*+g* Q+V 'US ms*
ot - It [
+

ol

MV v (o] xp)] - 1pe [V v (w] xm?)]
(1)
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Multiplication of (35) by v*®- and substitution for the last term in the first line of (41) gives the following

o0%u’
ot

=-V- (Ujefus —l—j;) —u*V) -vp. — 7 Vv’
1
in. {(v” — ) {u n pH,vH O N (S : Ly s mn)} ~ gy
1
— (v —v®) {ujJr ipfvf.fu] —plvl - v® +v° - (p! x B! + ET x ml)} + glv®

+rll (o =) 4+ 5 —wl (vf = %) — 5]} (42)
+'L.s*'E_'*+%*'Es*

) * a S S NEd a S S
+ D '(at"f‘V"U)pL +FE (at—i-Vv)p'

0 = 0
* S* *. . S S*
<8t+v v)mJ_—FH <8t+v 'u)ml

Fim [V (] x p')] - 1p- [V vt (0] x m)]

Uju

+

[N

recalling the bulk pressure tensor w = pd + 7 and the thermodynamic volume-normalized relation h = u + p,
we can re-write
o*u’
ot

=V (Viegu® +4g) — WV g — 7 Vv
+n (0 —v®) BT _’_j;I — (v —v*) B! —jé ol (! — %) — 7T (v] —v%)]
+ ol (0] — %) - n|:;(vII.,UII_,vI.vI)_,vs'(,vll_,ul):l — v} (g - g)

+pt ('v —v) n[vs-(pHxBH—pI><BI+EH><m”—EI><mI)]

+4%* . E* +4* - E%* (43)
D* 8 V S E_u* 8 V S*
+ B*- 8+V v |mS + H* - g—}—V-vs m;*
ot + ot I
1 ~ S S S 1 = S S S
+Em~[V-v (vl xp )]_Ep'[v‘” (v x m?®)]
where we have used the jump balance for mass at the dividing interface.
n-(vl—vs)pI:n~(vH—vS)pH (44)
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By using (36), (37) and (35), we obtain the final evolution equation for the excess internal energy density u®

o°u®

ot

= _VH . (’Ufiefus —|—]§) — ’U,SVH . 'Utsr L V”’US

+n- (0 =0 BT+ — (" — ) B = §l] — ot (6" - ¢)
) (o (G 2) o
o (:ﬁ_;) ' (”H_”I)|}
M (,jf - plf)_l”' (v —o') [v* - (p"' x B —p! x B+ B xm! —E' xm!)]  (45)
BT B

) * a s S* nEd a s S*

% a S Sx [T * 8 s S%

1* S S S ]‘* S S S
o [Vt (0] xpt)] = B [V v (0] x m)

where the velocity difference between bulk phases was decomposed into normal and tangential components as
vl — ol = (v”—vI)H—&—nn-(v”—vI) (46)
Combining expressions (34) and (38), we obtain for b = s the evolution equation for the excess entropy density
e® in the gauge p® =0
8888
ot

and the excess species mass density

=-V- ('vjcfss —i—j;) -8V v +o0° +n- [(v” —vs) st —l—jSH — ( I —'vs) st —jﬂ (47)

9°pg . ) .
o = VI Wiepph +35) = eV vh VT e [(0! =) ol 45— (0! =) pl = 4T] (48)
g’ . . . . . . .
where I'* = — is the mass rate of reaction per unit area, and v, is related to the stoichiometric coefficient

) A dt
of species a.

2.2 Derivation of the interfacial entropy production rate o*

For a multi-component system, expression (33) in the gauge p* = 0 becomes

0%’ _ Sasss & ~s 1 52 8Spg¢ ey s S% 7 d* Sk F7* d* S% % s S%
a L o +QZ:1 (”a‘z'” ') ot +(En)eqapn +(P1),, apﬁ(ﬂulqamu +(B1),, gym?
(49)

Recalling the generalized irreversible contribution to the diffusive entropy flux j;

k
. (. .
Js = T <.7q - ;Na]a) (50)

and its equivalent for the diffusive entropy flux within the surface j:
1 k
i =7 (jg - ﬂii‘i) (51)
a=1
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Substituting the expressions (40), (47) and (48) into (49), together with the definitions (50) and (51), we get

V) (Vg€ G T 0®) — V) g,
v o (B (B0), | et [0 - 00, e [ ()| 1 0), ]

-[(v”—v)e +.7q - II_(,UII_,Us)eI_jé_ﬂ_I_UI]

= 717 {—Vl : [’Udefs + s ( ZMZJZ)

=) (w7 g (G 1P gm0 gt [ (), )

-5V v +0°

+n 711
1
-0 =) (57 g {5 1B 5B e [B - (87),]})
1 II a II .11 1 I a I .1
+ﬁ (Jq _Zp’a Ja ) - F (Jq _Zﬂa3a>]}
a=1 a=1

k
~5 1 s s s ] s s sTs
+ Z (/”La - 5 "U |2> {_VH : (vdefpa +.7a) - paVH Uy + VaF

a=1
+n- [(o" =) il + 51T = (v =) pl, — 5]}
1
5 i (Bl +Bf) + G i) By
1 * d? * * * * d’ S%
- Q{KEl +E{"™) - (B[ + B’ )J dtpn — |(DI + DIF) = (DT + 1), | Zopt

RHI +H[") -~ (Hf" +H|”*>eq] gt = [l i) - (Bl 4 510, | dtmT}

(52)
We can define the following averages of the bulk fields at the dividing interface
ok 1 Ix II* % 1 Ix VES Tk 1 - I % YES
B = 5 (B + Bf") Di = 3 (DI + DI™) i1 =5 (i +il") 53)
r7 1 ITx % 1 VOES
HH:§(HH +Hj ) Bl =5 (BI"+ BL")
11
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We add and subtract the terms m* - {Bi* — (Bi*)eq} in line five and six of (52), and we also substitute the
expressions (53) in the last three lines of (52); we obtain

—V” . (’Uflefes +]; + 7’ -’US) - BSVH - g,
+V, {pj* : [ET - (El*)eq] +p7 [D1 = (D1),,] +mi" {EIT - (Erl*)eq] +my By - (B1),,] }
in. [(,vII ) oIl +jél DS ) S ) (,UII _ o! —jé ol ',UI]

k
S S S 1 e NS oS
= T {V| . [vdefs + Ts (Jq - Zua3a>
a=1

s 1 1 2 1 2 * * *
in. {(v”—v ) (811+W{2‘E11’ _1_5’311’ _ il [BII _ (BII )eq}}

S {p”* _ [E”* B (EII*)eq:| " e [BH* n (BU*)CJ })

]. ]- * * *
S (sI TS {2 B+ B e (B - (B )eq}}

— SSVH . Ufr +0°

Jr% {pl* [EI* (EI*) } L oml*. {Bl* I (BI*)E }})
o (jq” - Zk:ﬂifjf) - (a‘é - iﬂijé)] }
a=1 a=1

k
~S 1 S 2 S S *S S S S S
+ Z (Ma - 5 "U | > {_VH : (vdefpa +Ja) - paVH * Uy +Var
+n- [(’UII*’US),DQI +J({£17 (’Ujf'Us)p(Ix 7‘7({(]}
— (i By +7LET)
— _ d® _ B d*
_ E*f(E*) L S* |:D* _ D* :|7 S*
{[ I I eq] PP (D1),, atPL
I 1 eq| at | L Leq| gL
(54)
In our gauge p®* = 0, we can neglect the term for the momentum density of the electromagnetic field

— (E* x M"). We then notice that the expressions in curly brackets in lines 5 and 7 represent the Lorentz-
c

Heaviside bulk-phase electromagnetic energy densities per unit volume g¢ for the two phases I and I (see
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expression (15)). Therefore we can re-write (54) as
=V (©gee® +4; + 70 0%) =V -0,
+V, {pj*- [El (B1). ] +p7 (DL~ (D), |+ mi [FIT = (Eq*)eq] +my By - (Bj)eq}}

+n_[(vII_v)e +.7q - II_(,UII_,Us)eI_jé_ﬂ_I_UI]

= T° {—V| : lvdefs + = ( ZMZJZ)] —SSVH ~U§T+US

i {(,UII ) ( I %g T TlU { IT% [EH* _ (EII*)eq:| LomlT [BII* (BH*)eq”>

@) (o e g ([ ), et [ (8, ]})

k k
1 11 NI TT 1 -] ~I T
+TII (Jq _Ziu’a Ja _F Jq _Ziu’aja

a=1

k
~5 1 s s s ] s s sTs
+ Z (/”La - 5 "U |2> {_VH : (vdefpa +.7a) - paVH Uy +Var
a=1

+n- [(01T —0%) pll + 51 = (v =) pl - 4a]}
— (i By +7LET)

([ (e0), ] ot < o1 - 00, ot

+ {HT - (ﬁT)eJ ;ltmn +[B1 - (B1),,) ;szj_}

(55)
We use the following definitions of the modified chemical potentials at the dividing interface [1]:
floa = fra =P [EZ* o (E”)eq} -mT [BH h (B”)eq} 2 ’vlf with i=1,11
fie, = fiy — P [ET - (B )q] - pi" [P - (D1),,] (56)

—mi B (A7) |- (5= (52),,] - 5 P
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Solving expression (55) for o® and substituting (56), we obtain
k
T°0° = =V (ese”) + TV - (vieys”) + Z AoV - (Viespa)
S ;8 1 nS S
+ 15 Vg =17 Zﬂa VH Zl’a r

k
—v°- (VH .7rs) -7 Vv° — <es —T%s° — Z ﬂipi) v -,

a=1
k
+n.{(vll_vs)<eII_TsSII_ZI&ZpéI>_(,UI_,US)(eI_TsI_Zﬂsapé>}
a=1 a
11 (11 (57)
I 1 s I

k =T
fTSZn gk (TH)+TSZn ]a(i‘;‘;>
+n- [TFII-('UII—'US) —7r1~('u1—'vs)} +n- (71'11—71'[) -v®
+ (s Bj +i1EY)

1k Ik d’ )* a S*
*{[EH‘(El)eq] GPl (DL (P1),,] Gt
r 7 * r 7 * d * d@
+ [Hn‘(HI)EJ B (B i}

Let us now recall the surface pressure tensor decomposition 7w = —v4) +7°, together with the Euler equation
(30) and the fundamental thermodynamic form (33); let us also express energy and entropy densities in terms
of bulk intensive variables.

Finally, we decompose the bulk pressure tensor 7w as m = pd + 7 and we recall the general expression for the
conservation of the bulk energy density

k
) 1
etp—Ts— Y flapa = v’ (58)

a=1
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We ultimately expand the expression (57)

k
s ) S 1 1 S ~S TS
g :Jq'vl\ﬁ Ts T AYCH *Zﬂa HF*FZ%#QP
a=1

Ts 2

1 1 1 1
+n- [(’UII _,Us> (TIISII+gII) +qu1] (Ts _ TH> —n- [(UI _,Us) (TIsI +gI) +j¢ﬂ (TS _ TI)

k AT s AT
_ i 7 Bo  Hq g1 [ Ha Mo
Sl (3-8 e (8- 46

+ 1 {n [pu (v” _ ,vs) 1,0112 o (,UI . ,Us) ;vﬂ} +n- [TII ] (v” _ ,Us) _ 1. (,UI _ vs)]}

a=1
- : AN
(8] [0} (8] (¢}
I A DRG]
1
+ 7 (n- (71'” ml) vt — v V7]
1
ds * ) )* d9 Sk
{{ } i+ [P (01,
d 2% nR* ds
[ Hu } il +[BL—(BL) }dt L}
(59)
It is known the basic thermodynamic relation
k
TS:h—g—ZﬂaPa (60)
a=1

Using the expressions (35), (36), (37) and (60) and decomposing the velocity difference into normal and
tangential components, we can re-write Equation (59)

k
s yS 1 s AS TS
0" =1Jq4 Vuﬁ S VH’U 72.]@ H TS TS Zl/a,uar
a=1

b (01— o) (00— 1) 4301 (= i ) = e (07 =00 07 o) 58] (- 77
) e e G
i) () @, o)

—Zn~[(v”— ot tt] (B e +Zk:n~[(vf—vs)pf+j’] iy _ Lo
«@ o Ts T[[ «@ «@ Ts TI
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As done by other authors [16], the following flat-average chemical potentials are introduced

k k 1 k
Z Z A= i (62)

together with the expression for the momentum density

w\
N\H

km = (’ul —v*)pl = (v” —v°) ptt (63)
Substituting equations (62) and (63) into (61), we ultimately get
R L L N
g :]q~V”ﬁ7FT 2VH’U 7;]Q~VHT TSZV F
+n [T —v) (W = g!T) 4 511] 1 —n (0 —v*) (b = g") + 4] 1 1
q Ts T q Ts T
1 ﬂl 1 ,DI +PII 9 TII TI
e () A () et @ o e (G ) e 00
1 T!
LGt G ) e
~s _ms o ~I1 =IT
Ho — M N’a M
72”'[(7’1 v*) pi! — m+3a]< Ts TTI )
a=1
- Py N S e
30! ) ok mgl] (BT - )
1
1 % RES d B3 B3 ds Sk
T{[E| - (EI)EJ Pl [P = (D)) gt

()] e 51 00, )

+

(64)

The expression (64) is the FINAL form of the entropy production rate for a polarizable chemically-active
multicomponent system in the presence of electromagnetic fields.

It is important to note that the entropy production rate depends only on gauge-invariant surface properties
and on the definition of the externally applied electromagnetic field.
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3. Examples of Cross Effects via Force-Flux coupling at the interface

3.1 Heat and Mass transfer coupling

For simplicity, let us consider a non-isothermal two-component system with cross effects between the diffusive
fluxes of mass and energy within an interface. We assume there are NO externally applied electromagnetic
fields and there are NO chemical reactions occurring within the system.

We can rewrite the first line in equation (64) for the entropy production rate o* as:

. . py—ps fi5 — f1°
0" =Jy Vg 31 Vi—p — —J32° V) (65)
If we sum the momenta of each species in a generic k-component system, we have:
k k
> v =Y vt
a=1 a=1
k k k (66)
=2 vapat D Ja=vp+ ) ja
= a=1 a=1
where w, is the mass fraction of species a. In a 2-component system this implies that:
Zja:() = J1= —J2 (67)
From Equation (67) we can rewrite (65) as
— v~ v, L “1 (68)
s =Jq s I~ s

We need to guarantee the non-negativity of the entropy production for the terms on the right-hand side of
Equation (68)

s 1 s — iy
Jq :L;q 'Vllﬁ - iq'vl\ Ts (69)
s _ s 1 s i3 u
Ji=Lyu 'VHF*LH'VH 2 ! (70)

where Ly, = Lj,, Ly, and Lf, are phenomenological transport coefﬁcients defining a phenomenological

symmetric matrix. We know from mass conservation that p° = pj + p5 = 0, so we can write

/-L2 :[1’ 1 ~S ~8 p’;_ﬂig s 1 s s ﬂg—ﬂf s
d =—d - — ———=dI° = — (s°dT® + dy) — —=———dT 71
( Ts ) T, (5 = i) Ts? Tsp3 (s ) Ts? ()

Recalling the thermodynamic definition of the interfacial tension v = v (1%, if), we can expand

Oy vy .
dy = dT? dis 2
v <8Tf>ﬂi +(3ﬂi)T; i =

Recalling the thermodynamic gauge-invariant expressions (pj = 0) for the surface excess entropy density s°
and the surface excess species mass density p?,

S S S 8AS S S aAS ~S
dy = —s*dT* + p° (Ji) dTs — pt [1— (aﬁ) }dul (73)
s 1/ e
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Substituting Equation (73) into Equation (71) we obtain the expression

A5 — i Lol - o 1 Oji3 5
d( ):_ ;ﬁ—/ﬁ—Ts( ) dTS—{l—( ai (74)
Ts TSQ 2 1 oT's s - 1

T o
Substituting (74) into (70) we get

> S 1 S S
J1 = _ﬁ {qu+L11

NS NS S aﬂg
fig — iy =T (8TS)AS
H1

SDgl S S nS
= TPiTps V\\T° = D1,V iy

L o3
VT = =5 [1— ( lfﬁ) }Vmi
r Ofi /- (75)

S

15 1.e. the surface

where we defined D7, i.e. the surface diffusivity of species 1 relative to species 2, and D
thermal diffusion coefficient of species 1, as

LS aAS aAS
A
K1/ s P1/ s
s s ~S ~S s [ Ois
L, + L5y [N2 =T (aﬁi)ﬂs}
s 1 77
ql piT‘s ( )

We can repeat the same process for the interfacial diffusive energy flux jg:

LS Ls a‘as le 8,[LS 8ﬂs
7S quTs_iql 0s — 0 — T8 2 VTS—iq 1— 2 1 \vaps 78
Jq TSQ H Ts2 :U‘2 p’l aTs ﬂf H Ts 6’&{ - api e le ( )

Having defined both j; and j{, we are finally able to derive the expression for the interfacial modified diffusive
energy flux j3":

s

s/ .S ~S ~S s 2

.]q :Jq_[ul_u2_T ( S)
orT a

1 S S ~NS ~NS S 8ﬂs
—TS{qu—i-2LH fio —jpy =T <6Ti>ﬁs
1

/ Ofi op
N _AS V Ts - ps [1 B < i ) } ( v DS V ps
H 1 aui Ts api Ts ql H 1

where we can define A*', i.e. the interfacial modified thermal conductivity, as

2
S S S NS S 6AS S 7S NS S BAS
Ligg +2L3 [Mz -l =T (,9?)”} + L1, [Nz - -T (3;3)%}
1

1
Ts?

A =

3.2 Mass transfer and Chemical Reactions coupling

Active transport is the transport of mass from regions at low concentration to regions at high concentration
[16]; this phenomenon is made possible by a coupling of diffusive mass transport and chemical reactions. In
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this section, we will examine an example of simplified active transport which can well model many processes
occurring within biological cells [6, 12].

We assume there are NO externally applied electromagnetic fields and we NEGLECT both mechanical and
thermal effects, ie. T! =T =T =T.

Let us consider the rate of entropy production ¢® at an interface where chemical reactions (with a surface
reaction affinity A° = 22:1 vsis), and mass transfer can occur. Re-writing (64) we get

k
To* =3 n-[(v —v*) ol —m+ L) [(a5, — °) — (Al — )] — T°A°
a=1
k (81)
=Y one [0 vt ol = m ] [ - ) - (a6

It can be noticed in (81) that coupling between species mass transfer and chemical reactions is possible as
expression (81) only displays scalar force-flux pairs.

Limiting for simplicity our analysis to passive interfaces, we can now consider a steady-state system and
assume that the interface between bulk phases is uniform. In this way, excess species mass densities are
position and time-independent, thus allowing us to use the jump balances for species mass densities

n- [('UI —v%) pl —I—jé] =n- [('UH —v®) plf —|—jil] =V go +viI? (82)
We can then rewrite (81) as

k k
To® =) n-[(vf —v*) pi, = m+34a] [(ad —A") = (g — ")) =T D! (83)
a=1

a=1

which states that species mass transfer occurs directly between the bulk phases, and where the surface
chemical potentials have disappeared. We can further assume that the interface is perfectly equilibrated
with the bulk solution phase on the "incoming” side, i.e. !/ = i{. We can therefore express the reaction
term in Equation (83) as —TSA%. As proposed in previous works [16] for the bulk case, we have to ensure
nonnegativity of the entropy production for the two force-flux pairs in (83); to achieve this, we can write

k
[ = —LaaA® = Lag (s — ih') (84)
B=1
k
n- (v = %) pl = m+jl] = ~LaaA® =) Lag (05 — i) (85)
B=1
where

L Ly ... Lia
Log=| : Lon=1| : Lag=[Lar ... Lai] (86)

L Ly, Lia

Similarly to what already described in previous analysis [16], the terms L, g with «, 8 = 1,2, ...k define a
(k-1 )-rank matrix of phenomenological coefficients under the constraints 2221 Log = ZZ:1 Lgo =0, while
Losa and Lyg represent a column and a row vector, respectively, with L4 as the diagonal element and the

k k
property > . Laa = Eﬁ:l Lag =0.

We now assume to consider a dilute, multicomponent system with species 1 as the only actively transported
solute and species k as the solvent; specifically, this implies that [16]

Ly =—Lix=—Lg1 = Ly and Ligp=—Lya=—Lar =L and Lan (87)
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are the only non-vanishing phenomenological coefficients. Thus we can rewrite expressions (84) and (85)

I =—LaaA° — Ly Al (88)
n-[(vf —v%) pl, = m +jl] = —LiaA® — LA (89)
where Aj = jpf — !l — (,&é — ﬂil) which becomes Aj = i — ! at equilibrium.
Finally, we may assume that the interface is at rest and the diffusive flux of species 1 is perfectly compensated
by the diffusive solvent flux, i.e. v/ = v® = m = 0. In addition, we can recall the molar quantities
1 1 1

Nl= _—qn. 41 and Afi = Ay = — (I — It 90
Y J1 H1 A H1 M (A1 — /") (90)

In such a way, expressions (88) and (89) can be rewritten as

= Lai, .

I = —LAAAS — ~1 Aﬂl (91)
LlA Lll ~

NI =224 - A 92

! A ezt (92)

By construction, both forms are consistent with a nonnegative rate of entropy production. As firstly proposed
by Ottinger and Venerus [16], we can compute the transport process efficiency n defined as
NIAj
n=——1-H (93)
TAs

which can be rearranged, according to (91) and (92), as

_ =22
Ry (94)

LAl L11 Aﬂl
g= =2 A 95
VLaali LaaMi A® )

We can easily spot in Equation (95) the transport coupling coefficient ¢ < 1, which determines the strength
of the cross effect, and the factor Z (where Z < ¢) relating the entropy generated from the species mass
transport and the entropy resulting from chemical reactions.

where

3.3 Electrocoalescence: theory and examples

Electrocoalescence is a process by which an electric field is applied across a suspension of (usually) conducting
fluid droplets dispersed in an insulating liquid in order to force the droplets to merge together [15]. The
process has found applications in a number of technologies in which conducting water droplets are dispersed
in insulating oils, such as lab-on-a-chip manufacturing [17], various biomedical diagnostic assays and water-in-
crude-oil desalting operations in the oil refining industry [8].

Specifically, electrocoalescence is driven by the polarization of charge in conducting droplets, which is induced
by an externally applied field and which generates electric dipoles out of the droplets. When such polarized
droplets are oriented along the direction of the field, their induced dipoles create large attractive electrical
stresses which drive coalescence. Finally, it is worth recalling another important phenomenon which can be
described with electrocoalescence theory: the drainage of emulsion thin films stimulated by the application
of an external electric field. As can be seen in figure 1, the drainage of liquid thin films in water (or air) can
be approximated as the coalescence of 2 water drops (or air bubbles) whose radii are much greater than their
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Figure 1: Drainage of liquid thin films can be approximated as the coalescence of 2 drops [2].

center-to-center separation. In this case, the additional presence of surface active agents (e.g. de-emulsifiers)
has to be considered, since it greatly affects the behavior of the under-drainage thin film.

Of course, cross-coupling effects between mechanical and electrical stresses at the interfaces play a major
role in both electrocoalescence and drainage phenomena. We start assuming there are NO externally
applied magnetic fields, there are NO chemical reactions occurring and thermal effects can be neglected, i.e.
T =T =T =T.

3.3.1 Interactions between droplets

Let us consider a single spherical drop A (of radius a) of conducting liquid and let us use subscripts d and m
for drop and medium domains, respectively. If a uniform electric field Ey is applied, the influence of the drop
can be approximated by a dipolar moment p located at the sphere center. Outside the droplet, the electric
potential V' is simply given by:

p cost

Vir,0) = — Egrcost (96)

A€, 2
where we have used spherical coordinates and defined €, = €y¢, as the permittivity of the insulating liquid
(e.g. oil) outside the droplet. By expressing the boundary conditions at the water/oil interface, we obtain the

expression for p, V'
p = 4men Eoa® (97)

3
V(r,0) = Egrcost (i’ - 1) (98)

and the field components E,. (i.e. radial) and Fy (i.e. angular)

o3
E.(r,0) = Egcost (1 + 23>

,
o (99)
Ey(r,0) = Egsind ( - 1)

r3

Let us now analyze the case of two drops A and B of radius a and b (with b < a as initial reference),
respectively. Calling s the center-to-center separation between the drops, where s = a 4+ b+ d and d is the
drops’ surfaces separation in the undeformed state, the interaction force can be calculated as F = —VU
where U is the potential energy of the p4-field-induced dipolar moment pg on B:

pp = agEy = dwenb>Ey (100)
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Recalling equations (99) and (100), the force exerted on drop B by drop A will be (in spherical coordinates)
equal to:
€g—€em R—1

_ h = b+d 101
it 2ca R+ 2 where s=a+0+ ( )

3
F,. = —127remb3E02a—4 (300329 — 1)
s

and
€d—€m R—1
€4+2€a R+2
Note that both expressions (101) and (102) display the end-term

€q—€m R—1

€4+ 2¢4 m
which is a correction used to describe the so called ”leaky-dielectric” systems [14]. In these systems, the
droplets’ dielectric properties are comparable to those of the dividing dielectric thin-film; in other words, as

the droplets are weakly conducting and bring zero net charge, if an external electric field is applied the free
charge accumulated on the droplets’ interface modifies the local field.

3
Fy = —12renmb® Eo? % sin(20)

o (102)

(103)

Formulas derived in (101) and (102) are valid for spherical droplets at large center-to-center distances.
However, in the study of thin-films drainage by electrocoalescence, these assumptions are no longer valid. As
suggested by previous work [3], when the distance d (d = s — a — b) between spheres becomes lower than b
(i.e. the smallest possible radius), the surface charge distributions on the spheres are heavily altered. Hence,
corrective coefficients £ and v have to be introduced; they will take into account eventual asymmetries of the
two drops and can be expressed [14] as complicated higher-order series mainly depending on the ratio 4/:

ads® b3s® 3a%b3 (3s% — a® — b?)
£=1+ it ! 1
(s2 —b2) (s2 —a?) (s2 —a? = 1?) 104
ads? b3s3 3a3b? (104
p=1+ 3+ 3 3
2(s2 —b?) 2(s%2 —a?) (s2 —a? = 1?)
The corrected expression of equations (101) and (102) will then be
3 —€em R—1
Fy = —12me, b*E® = 20— 1) A fm 2T 105
Te 0" (3&cos ) o T2, RT2 (105)
and
3 —em R—1
Fy = —127e,, b3 B2 Lapsin(20) S4—Em 22— - 106
o e 0 51 Ysin( )ed—|—26dR+2 (106)

As expected for a large center-to-center separation between the drops, i.e. /b >> 1, the corrective coefficients
in (104) tend to unity and the effective dipolar approximations above are recovered. On the other side, there
exists a rather significant torque which tends to align two very close drops in the direction of the applied field.

Let us now assume our system to be identified by two drops of equal radius a aligned in the direction of the
applied electric field (i.e. @ =0 and s = 2a + d). Equations (105) and (106) reduce to

6
F. = —127TemEOQZ—4 (3¢ - 1) ﬁ% where s=2%2+d 107)
Fy=0
where
f—14 2a% (2a + d)° N 3a°(3 (2a + d)° — 2a%] _ - 243 (2a + d)° 3a® (1042 + 12ad + 3d?)
[(2a+d)* —a2]*  [(2a+ d)* — 2a2]* (3a2 + 4ad + d2)* (242 + 4ad + d?)*
b=1+ a3 (2a + d)* n 3a® g a3 (2a + d)® 3a®
[(2a+d)* —a?3  [(2a+d)® — 2a2]3 (302 + dad + d2)® (202 + 4ad + d?)?
(108)
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Figure 2: Example of system comprising of two droplets of saline water divided by a thin oil film [2].

We consider electrocoalescence in the scope of thin-film drainage phenomena; it is oftentimes experimental
practice to analyze NOT-"leaky dielectric” systems. As shown in figure 2, studied systems usually comprise of
two droplets of saline aqueous solution divided by a thin oil film. The aqueous phase can be considered a
perfectly conducting medium (i.e. high €4 and high conductivity o4), while the hydrocarbon phase can be
seen as a perfectly dielectric film (i.e. low €, and low conductivity o,,).

A practical example is offered in the work by Alexandra Alicke in Prof. Jan Vermant’s group at ETH Ziirich;
values of € and o for each of the substance that have been used is reported in Table 1:

| Phase | Dielectric constant e  Conducticity o (S /em)
Aqueous solution (d) | 0.5M NaCl in Mili-Q water 7.7 9.2
Hydrophobic core (m) Hexadecane 2.1 0.03

Table 1: Parameters values for the model

As will be discussed later, it is possible to add surfactants (e.g. 1 wt% Span80 nonionic surfactant) in the
hydrophobic phase to tune the thin-film drainage behavior.
If we consider a system similar to that presented in Table 1, the following approximations can be made:

o
€4 > €m and Om > 0y = €4 — €m N €4 and R="=x0 (109)
o4

Hence, the end-term in (103) can be eliminated and expressions in (107) reduce to

a6
F, = —12men E*— (36 — 1)
S

Fy=0

(110)

3.3.2 Time of contact of 2 drops

Correctly estimating the time of contact of two initially-divided droplets under electrocoalescence represents
a key issue in the study of foams and emulsions. Together with the external electric field, other major forces
influence droplets’ motion in the liquid medium, and their assessment is traditionally not trivial. For example,
as suggested by previous research [14], a major drag resistive force acting on the drops (usually at a large
separation) must be taken into account.

This force can be expressed via the Hadamard-Rybczynski [9] equation as

Fprag = 4mpmavk (111)
: . . . . ds . .
where i, is the viscosity of the low-dielectric medium, v = q is the velocity of drop approach and k a
viscosity parameter defined as
3N+2
T e e S N W L. (112)
2(A+1) fm
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Under the assumption of mutual induction of dipoles between the drops, the bipolar electrostatic force of
attraction between uniform size drops aligned in the direction of an applied electric field will be given by

(110).

To estimate the time of contact (¢) of two drops from their initial surface-surface separation dy, we combine

equations (110) and (111) as to get a force balance resulting in

6
FBipolar - 2F’r =-2 127T€mE02a74 (35 - 1) = FDT'ag = 47r,umavk
S

Fy=0
rearranging
6 ds 6em Fa a®
k) = —6enEo? = (3¢ —1);  — =m0 & (3¢
v(,uma ) Em L0 84(§ )7 dt ik (2a—|—d)4(€ )
We can assume that the drops’ radii remain constant in time (a=const.)
. ds d2a+d) . : 6en B2 a®
if —=——"=d(t = dt) = ————5 (3¢ -1
dt dt ® 0 fimk (2a—|—d)4( -1

Recalling the expression for £(d) and imposing the boundary conditions

d(t=0)=dy initial state

d#)=0 when contact occurs

we can solve the differential equation in (115):

f 0 9 4 1
/dt:—/ ,umk:z(a—&-d) dd
0 do 6€mEg ab (3¢(d) — 1)

(113)

(114)

(115)

(116)

(117)

Integration of the right-hand side term of (117) is neither trivial nor straightforward, so further assumptions

are necessary.

- Firstly, we explore the case of droplets at large center-to-center separation:

12¢,, B2 a®
tmk (20 + d)*

o)

d>a = E~1 = d(t) =

g8 pmk
Large — 15 emEg

(118)

(119)

- Secondly,the particular case of the drainage of an hydrophobic thin film in water will be explored. We
assume our film to be FULLY PLANAR on both sides, i.e. drops’ radii tend to infinity (¢ — +00). We

can then adjust the corrective factor £ for extremely thin films:

2a3 (2 5 3a8 (10a? + 12ad + 3d?
lim ¢(a) = lim @ (20 +d) a® (100 + 12ad + 3&%)

a—ro0 a=too (32 4 dad + d2)* (202 + 4ad + d2)*
64a®  30a® 2375
+ 81ad + 16a8 648
hence
. 60€,,, B2 a®
d(t) = — " I
and
8 pmk | (do >
{ anar Film — ¢ s — 1 —1
Planar Film = 75~ 72 <2a * ) ]
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In general, we can notice that the electrostatic interaction is proportional to !/s*, while Stokes drag is
independent of s for bulk drag and is proportional to /s in the lubrication limit. Thus, as the two drops get
closer (or alternatively as the liquid film drainage proceeds) the electrical force heavily dominates the drag.

3.3.3 Thin films drainage
3.3.3.1 Cross-coupling effects, bilayers and the role of surface active agents

As suggested at the beginning of this discussion, cross-coupling effects between mechanical and electrical
stresses at the interfaces play a major role electrocoalescence-driven drainage phenomena. In order to analyze
such effects, we have to make the following assumptions:

NO externally applied magnetic fields — we can use laws of electrostatics;

- NO chemical reactions occurring;
- thermal effects can be neglected — T1 =T° =T =T,
- a fully planar film — uniform electric field across the film;

- the liquid inside the film is incompressible (V - v) and we ignore fluid inertia during the drainage —
low Reynolds number;

- we have a perfectly dielectric film (i.e. hexadecane) in a perfectly conducting medium (i.e. water with
high salt concentration).

- we neglect gravity effect to account for small drops size and small difference in density of the droplet-
medium pair.

As already suggested [13], the propagation time of electromagnetic waves is traditionally very fast compared
to the time scales characteristic of the electrohydrodynamics motions and thus, for times longer than the
average charge relaxation time, any free charge experiences a confinement to the interfacial region. This
phenomenon combined with the absence of an applied magnetic field in the system implies that the electric
field in the two fluid phases is irrotational

VxE=0 or E=-V¢ (123)

and so according to the Gauss’ law of electrostatics
V-E=0 o V?=0 (124)
We identify the drops liquid phase as I and the thin-film hydrophobic phase as IT; in addition, let the two

droplet-medium interfaces be called A; and Ajj, respectively. The boundary conditions at the fluid-fluid
interface Ay and Aj; in the most most general case are:

n-El =Rn.E! continuity of current
t-E'=t.-E! continuity of tangential electric field (125)
E'" 5 E, as |z] = +o0

The last condition indicates that far away from the drop, electric field is given by the external applied electric
field Ey. Note that the n and t are the outward unit normal and tangent vectors at the interface and x is
the position vector.
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The discontinuity in electric properties (e.g. refractive index, dielectric constants) at the drop-thin fluid
interface causes a jump in the Maxwell stress tensor Tg:
1

T} = eoe; (EE - 2E25) where =111 (126)

the corresponding fluid-fluid interface electric stress jump being:
1 2 1 e 2 € 1le
7 I\ _ I 11 I 11 I T
n- (Tg' —Tg) = S €0er [EL (1 e ) — E| (1 - )} n+eoer B B (1 "R ) t (127)

where we identify E; = n - E' and Ej =t - E' as the normal and tangential components of the electric
field evaluated just inside the drop surface. Of course, if no flow fields are applied, the Maxwell stresses are
sufficient to induce drops and fluid motion. In particular, we can notice that for a perfect dielectric medium
(here the hydrophobic thin film) we can approximate [14]:

e (TU _ I _1 12 g2 (e
R—— = 1 (Tg = Tg)pergee, = 36061 (EL + B )(1 m)n (128)

Note that for a perfect dielectric, the interfacial stress jump is purely normal to the interface.

Given the jump relation above, we now have to determine the relationship between electrical stresses and the
mechanical stresses in the fluid so as to make cross-coupling effects in this system evident.

As assumed at the beginning of the paragraph, absence of inertia and gravity as well as fluid incompressibility
force the system to exist at low Reynolds numbers. For a non-compressible Newtonian fluid, the momentum
balance equation can be simplified to give the Navier-Stokes equation:

0
p (8’; +v- Vv> =9V - VP (129)
where P is the modified pressure, which here coincides with the standard pressure p.

The balance equation for momentum is known

1o} ravi 0
6—T=—V-('vm+ﬂ')+pg MO Gravity, a—T

where vm is the tensorial momentum flux (i.e. momentum transport by flow) and 7 is the second-rank
hydrodynamic pressure-stress tensor. In other words, 7 represents the momentum flux associated with
intermolecular interactions inside the fluid. Recalling the definition of material derivative and momentum
m = pv, we re-write (130) as

=—-V . (vm+ ) (130)

Do
- V-7 131
P"Di (131)

We can notice that the terms on the left-hand side of both equations (129) and (131) are identical, thus
allowing us to combine the two expressions

-V .mw=nV?v - Vp (132)

Note that the ”minus” sign on the left-hand side of equation (132) is coherent with our initial assumption
on the orientation of the surface element unit vector. Let us now decompose the pressure tensor 7 as to
discriminate the contribution coming from normal stresses p and viscous stresses T:

2
T=pd+T=pd—1n {Ver(V'v)T 3(V~fu)6] —1n4(V-v)d (133)
where the nonnegative transport coefficient 7,4 is known as the dilatational or bulk viscosity leading to an
additional contribution to viscous stresses. Under the assumption of fluid incompressibility (V - v), expression

(133) becomes:

T=pd—1 {V'v + (Vv)T} (134)
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Combining the previous relations, we are now able to write the balance equation at the interface for the
stresses:

n- (o' —a!) +n- (T - T) =vsn with k=V-n=[0-nn) -V]-n (135)

where £ is the mean curvature of the interface and V| = (6 — nn) - V is the surface gradient operator. It is
clear that at the interface the jump in the total stress, i.e. electric plus viscous, is balanced by the interfacial
tension 7.

It is possible to make the following observations:

- Fundamental equation (135) clearly shows that electrocoalescence is heavily dependent on the value of
the interfacial tension 7. The presence of surface active agents, such as (de-)emulsifiers, can thus
facilitate or penalize the coalescence process;

- It is possible to stimulate electrocoalescence of two drops by increasing the jump in both mechanical
(w!l — w1y and electrical (T4 — TL) stresses. For the electrical stresses jump, according to equation
(128), it is sufficient to increase the normal | or tangential F) component of the electric field in the
drops or in the thin film. To accomplish this the externally applied electric field Ey have to be increased.
In other words, the higher the modulus of the external electric field, the easier will be to have
coalescence (or film drainage);

- In case of drainage a perfectly planar thin film of infinite extension (i.e. x = 0), then the electroco-
alescence process is independent of the surface tension.

k=0 = n- (7" -a)+n (T -TL) =0 (136)

Hence, adding surface active agents with the purpose only to increase or decrease vy will not alter the
final outcome nor increase the overall process. Of course, the added substances may also alter the
mechanical stress jump at the interface as a collateral effect; in this case, modifications of the system
dynamics are expected.

- Bilayers represent a particular scenario in the scope of thin-film drainage. Here, electrocoalescence of
the two aqueous phases (i.e. the droplets) is prevented only by a double layer of surface active species,
traditionally amphiphilic molecules. As we assumed that the phase in the film core is hydrophobic
while the outer one is water-based, the double layer will display the hydrophilic "heads” in contact with
water and the (conventionally polymeric) hydrophobic long chains on the inside (see figure 3). We can
then assume that the thickness of the hydrophobic film (i.e. phase II) is approximately equal to double
the length of an entire amphiphilic molecule (heads+tails). As also shown in figure 3, we can compute:

v
P = 1
ool (137)

where P is the packing factor, V is the hydrodynamic volume of the hydrophobic part and ag is the area
of the circular projection of an head-group on its hydrophobic chain. Let us compute the attraction
forces between the two aqueous phases if an in-between bilayer is present; we consider the formula for
the dipolar forces in the case of a perfectly planar film

v 15 a®
de(lc""_X):Q(:P'i'X) = FTZ—?W€11E02—4
% (a+x+ 2) (138)

Fy=0

where y is the average length of the hydrophilic head at the interface.
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Figure 3: Structural parameters of an amphiphilic molecule (on the left) [11] and typical structure of a planar
bilayer (on the right) [10].

- It is possible to connect the discontinuity of the electrical stresses at the droplets-film interface with
properties of both bulk phase and of our gauge-identified dividing interface. Recalling equation (35)

~1
1 1
n-(x' —zl) = <p” - p1> n- (v —v") (v —o") -V - 7* (139)
we can substitute it into (135)
1 1\!
(3 ) om0 e (@ TE) =k V(10
then substitute (128)
1 1\ ¢ 1 2 €17 72 €1
T S SN S S | I 1
— = — n-(v'—v) (v —v)+zeer | Bl +—F l1-—n=
(p” PI> ( ) ( ) 2" I( T )( €H> (141)

=V -nn+V.-7°

As can be seen in the expression above, it is possible to describe interfacial phenomena during
electrocoalescence by knowing just the properties of the two bulk phases.
Moreover, if we substituted equation (133) into (135), we could relate the jump in electrical stresses to
the rheological properties of both droplets and hydrophobic dividing film.

3.3.3.2 Entropy production rate

As clearly displayed in (141), there is a strong coupling between mechanical and electrical properties at the
interface. We now try to study the entropy production term o in the specific case of planar thin-film drainage.
We start recalling expression (110) of the interaction forces in a non leaky dielectric system (i.e. perfectly
conducting aqueous phase in contact with a perfectly dielectric hydrophobic phase)

6
F, = —12re; Eo® % (3¢ — 1)
S

(142)
Fy=0
We know from (120) that £ ~ 3.67 for a fully planar film. We then substitute
pa’
FT:7120’/T611E0 87 (143)

Fy=0
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The expression for the jump in Maxwell’s stress tensor has already been derived in (128); however, expressions
for the normal (£ ) and tangential (E)) components of the electric field at the interface are still missing.In
our analysis, we will look only at one droplet-film interfacial system, as the other one is perfectly identical.
First, we report [4] the expression for the dimensionless electric fields external and internal to a single isolated
spherical conducting drop

-1 Ey- E
Ein(r) = Eo + g : <3 o 3?) inside
; + r T (144)
E,.(r) = mEO outside (uniform field)

where 7 is the position vector measured from the drop center.

The tangential component of the electric field is continuous at the interface, while the normal component
undergoes a jump whenever the drop and suspending fluid have different electrical properties. This said, we
can now combine equations (143) and (144), together with the governing conditions (125)

R—-1 xT—y Ei(z) zebukofi=11I
E + E dA, = = . 145
o(@) 4R /A |z —y|? LA, {; [El(z) + E"(z)] @, € A with surface A = Ay + A, (145)

where FEj is the external electric field and @, is the position vector for a generic point on the interface. We
can now solve the second-kind integral equation in (145) by computing the inner product of (145) and n (x5)
along the interface; the result is the expression for the normal component of the electric field E; along the
interface

Efl (@) = H_LRTL(:CS) -Eqy (xs) + le(;+ 5 Z/ LB (y) dA, (z) (146)

The equation above determines the distribution of E| (x;) inside the hydrophobic thin film (i.e. phase IT).
Of course, the modulus of the electric field depends on the conductivity ratio R and the shape of the drops A;;
indeed, the complete planarity of the interface that we experience in the film drainage case is embedded here
in the surface term A;. Using the boundary condition (125), we can easily compute the interfacial normal
component of E inside the droplet (i.e. phase I):

Note that the tangential component of the electric field Eﬁ = t- E' can be analogously computed by integration

of (145). Since we are in an electrostatic system and the normal electric field F, is known, we can apply
equation (123) to calculate the electric potential ¢’ across the hydrophobic thin-film

¢! (z0) = ¢o (20) Z/

where ¢g is the externally-applied electric potential.

y| Ay (z) (148)

It is important to notice that the closer the two water-oil interfaces get during the drainage (i.e. as the
hydrophobic film gets thinner), the greater is the locally-enhanced electric transport at the interface.
During real experiments, of course the non-zero mean curvature of the interface x and the applied potential
¢ exert a major influence on the electrocoalescence phenomenon.

In Prof. Jan Vermant’s group at ETH Ziirich it was also proved that the rupture of a stable film can be
achieved by applying increasing DC electric fields up to a certain threshold value; when this value is reached,
the enhanced electric forces greatly exceed the interfacial tension, and the thin film breaks. As to measure
the thickness h of a film (of surface area A) up to its rupture, capacitance (C') measurements were performed
and the modulus of the locally-enhanced electric field | Egphanced| Was derived using the following relations:

11
eoer A

A
‘EEnhanced‘ ~ Td) where h = (149)
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Figure 4: Oil in the hydrophobic film core is removed via pumping from multiple directions [2].

FINALLY, let us now analyze the entropy production rate o in the case of the drainage of a thin film. All
assumptions made at the beginning of the section are still valid. Moreover, we can further assume

- the droplet-film interface to be FULLY PLANAR and NON-DEFORMABLE;
- there are only 2 components in the system (aqueous solution and oil)

- the system comprises of two phases, one perfectly hydrophilic and the other perfectly hydrophobic
= NO mass transfer occurs within the interface.
The absence of mass transfer can be experimentally achieved by removing the liquid from the hydrophobic
film core via pumping from multiple directions (see figure 4 for reference).

We can know recall equation (59), which can be simplified according to the assumptions above:

et = g {1 [0 (01 = 07) ot = (o = 0%) Gt e [ 0 <) = o o < 0)]
+% (n- (7" —xl) v* —v* - V- 7°]
1 - 5% Ed ok S*
+F ('L” EH +ZJ_EJ_)

v {[Bi- (), ) o+ (2 - 01, o}

(150)

In the absence of mass transport across the interface, we know from the jump balance of mass that
vl o n=v-n=v"-n (151)

in the absence of a magnetic field, we know from the Poynting’s theorem for the interface (19) that
g Opeype. (8D‘*> — B (DY - DY) i B i B (152)

ot ot
from the definition of D*:

D'=P + B =ce B Electrostatics a; =0 = 8(5 =0 (153)
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from expression (153), equation (152) further simplifies into

i** - E* +1* - E** =0} E*- (D' — D) (154)
substituting (154) into (150)
S 1 S S S
O1st interface — ﬁ [n : (ﬂ-II - TrI) v v VH ™ ]
1 _
+ VLB (D' — D") (155)

1 ' ES RES d BES BES ds S
e B (B0), ] G+ [P - 01 G )
Recalling equation (135)

S S
O1st interface — TS [’ynn v® — v’ VH ® ]

1 _
+ 750" [E*- (D' = DY) — (T — Tg)] - m (156)
1 = ) d * dS CES
+TS{[E| - 'LJ Pl DL (01),,] Gt }
As already done in the previous paragraphs, we can decompose the surface pressure tensor 7% = —yd + 7°;

recalling the definition of mean curvature k = V|| - m we obtain

Uigst interface — TS [VVH nn — VH ( 76” + Ts)]

1 _
+ vt [B (D = DY) = (T' - Tg)] - n (157)

+; {[El < 'LJ thll +[Dj—([)i) ]Z; e*}

Note that §) is the surface or tangential projector tensor defined as ) = § — nn. Substituting §; with is
definition

1
0%t interface = TS S [V 4V (6 —nn) -V -7
+ ﬁ”s [E+- (D' - D') — (T - Tf)] - m (158)

1 1k RE] d B3 % ds s*
e { [El - (EI)EJ Pl (DL = (D1),, ] g }
Finally, we are now able to write the FINAL form of the interfacial entropy production rate o for one of the
two interfaces in the scope of thin films drainage.

1
O—qust interface — ﬁvs : VH : (76 - TS)
1 _
+ 750" [B*- (D' = DY) - (T — Tg)] -m (159)

e (B (), | i+ (P10 ] v}

with
1
n- (T — Tf) = Seoer (Ef e EH ) (1 - 6’) n (160)
€11

where EX and E‘I are those previously derived in (147).
However, the rea{ entropy generation rate must reflect the presence in the system of two identical interface
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(i.e. top and bottom water-oil interfaces). To correct for this, it is sufficient to multiply by a factor 2 the
entropy production rate for a single interface.

s _ s
OTotal — 2 O1st interface (161)
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