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S1. Time-dependent absorbance

In this section, we derive the time-dependent absorbance, A(t), using the Fermi’s
Golden rule. The interband transition rate, under optical excitation, is [1]:

2 2
= %—(ETZ) % sin” 0 6(2hwrk — hwy) {[1 — gn(—€)][1 = ge(er)] — gn(—ex)ge(ex) }
b

I (S1)

where g, and g are the non-thermalized distribution functions for electrons and holes,
respectively. Here, Ej, is the pump’s electric field amplitude. Then, integrating I', over k,
the transition rate per unit area is:

2 (e (b)) ()

Therefore, the power per unit area absorbed by the material reads:

¢’E} hw h hew hew
e a2 (2)] 0 ()e((5)).
On the other hand, the incident power flux per unit area is given by:
Wine = — E2 (S4)
mnc — 87T b

The absorbance is given by the ratio between the absorbed and incident fluxes:

e ) CHC I NERI

with ar denoting the fine structure constant and:

T = 477-[0’0 . (86)

Here 0y is graphene’s conductivity in equilibrium, at high frequencies. This result is valid
for suspended graphene under normal incidence of the light. For graphene on top of a
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dielectric with a refractive index n, for an arbitrary incident angle «, we can determine A(t)
from the expression for the linear reflection and transmission coefficients [2]:

47

ncosa —cos 0 + —j - By cos 0 cosa
A(szb cE2) Y
P\ —,t] =
2 4,
ncosa +cost + —j - E, cos 6 cosa
cE} (57)
+f Py 2cosu
t > ] = i
ncosa +cost + —j - Epcos b cosu
cEj

The Joule heating term containing j - Ej is the power absorbed by graphene (j is the current
and Ej, the pump electric field) and 0 is the angle of refraction. The absorbance is related to
the reflectivity R and transmittance T by:

A(t) =1—R(t) = T(¢) (S8)
which can be expanded to the first order in j - Ey:

4coswcos? 4.

A(t) = —i.E,.
2 (ncosa+cos9)ZCE§] ’

(S9)

We consider the situation where absorption by the substrate is negligible. This is a good
approximation for the pump energies we are interested in and a substrate such as SiO,.
Then, we have from Equation (S5):

an. o o (T o (T N (B hewy
CE;Z,] Eb—ﬂ’ﬂép{{l gh( > ,t)} {1 gg< 2 ,t)} gh< 5 ,t)ge( 5 ,t)}. (510)

Finally, the general expression for the absorbance is:

0= Ao {1 (100) . (0,1)) -

4rtap

where

Apo(a, 0) = 5 COS & cos? 6 . (S12)

(ncosa + cosf)

S2. Determination of §(7,t)

To determine §(t), we notice that the transient evolution of the non-thermalized
population of charge carriers dictated by the balance equation, may be also calculated using
graphene’s density of states, p(¢) = 2[¢|/ [7(hvF)?]:

put(7, ) = e (7, 1) = /0 dep(e)g(e,7, 1)

” — Ty /2)? (S13)
=3t | d5p<g>exp<_<ezzg/>> |

Since A¢ < fiwy, the integral can be approximated and yields:

puaF,0) = 1) = V2 g 700 (12 ) (514)
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Consequently, the time-dependent amplitude can be written as a function of the non-
thermalized density:

~/= o Nnt (?r t)
g(rt) = T Thap (815)
V2mAep -
Therefore, we may rewrite (S515) as
. 1int (7, t)
g7 t) = ;ng;ax , (S16)

where we the maximum concentration of non-thermalized electrons is defined as

h
pmax — \/: Agp( ‘2"” ) : (517)

S3. Diffusion coefficient and thermal diffusivity for a strongly degenerate electron gas

In this section, our objective is to establish a relation between the thermal diffusivity,
denoted as D, and the diffusion coefficient, denoted as D, for the 2D electron gas in
graphene. To accomplish this, we will employ Boltzmann'’s equation that, in the relaxation
time approximation, reads:

af ofof okof S
of Taror Taigp T T (518)

where f and fj represent the out-of-equilibrium and equilibrium distribution functions,
respectively, and 7 is the momentum relaxation time. The system is out of equilibrium
because of the presence of an external electric field and gradients of concentration and
temperature. To the first order in these perturbation,the out-of-equilibrium distribution
function can be written as

f(k7) = fok,7) + f(k,7), (S19)

where fy (E, 7) is 7-dependent through the chemical potential and temperature. The Boltz-
mann’s equation becomes:

;0f Koo _ fi
F ot odk T (520)

It is solved using the standard ansatz [3]:

fi=- (fo)r{eEerﬂL(%Z[ VVT}

The 2D flux density of electrons is:
7: / 3f1dk 4 /v(%@)r(%){e5+ﬁy+E(k)T_”W}-ﬁdE, (522)

where the factor of 4 accounts for spin and valley degeneracy on graphene. To determine
the diffusion coefficient, we consider only the second term in (522), which involves the
chemical potential gradient:

7= (;)2 <3Z>T/(z7 @n)vﬁr( K)d%k = —DVn. (523)

where D is the diffusion coefficient. For graphene, E(k) = hvrk) and we have:

__ 1 (om * 9fo
D=-— nh2<aﬂ> /0 E=2T(E)dE. (S24)

<UL

(S21)
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In order to find an expression for the thermal diffusivity, we evaluate the thermal flux
density, defined as:

&= (;T)Z/(E(E) — 1) afdk

- (zi) /”(?;)) w(k) (E (E)—ﬂ){eﬂ%t(?ﬂE(E)T”W}.adié. (525)

The relevant term now is the one with the temperature gradient, which yields:

Bp = (27;4)27 /(zWT) oﬂr( K)(E(K) — 1)k = —9'T (526)

where « is the electronic contribution to the thermal conductivity of graphene, given by:

_ 1 9fo
o= [ ESRE)E - e (27)
It can be related to the thermal diffusivity as follows:
% 1 < _9fo 2
Di= —=——— E—71(E)(E—u)°dE, 528
= = | ESReEE-w (528)

where ¢, is the specific heat per particle. Thus, we have

(S29)

D, 1 1 E)EE u)*T(E)dE
D nc, T an ’

E Ji e

To calculate the integrals analytically, we need to employ an approximation. Two
limiting cases can be considered here: the Boltzmann approximation and the strongly
degenerate electron gas approximation. The Boltzmann approximation is applicable when
most electrons in the system have an energy much larger than the chemical potential, i.e.,
E > ug. On the other hand, the strongly degenerate electron gas approximation is suitable
when the majority of electrons follow y >> kpT. As indicated by the results in the Figure 3
of the main text, the electronic thermal energy is consistently smaller than the electronic
chemical potential, suggesting that the strongly degenerate gas approximation is more
appropriate in this case.

In this limit, the distribution function can be expressed as a step function,

fo(E) 1 —O(E — pe) , (S30)

where © denotes the Heaviside function. Consequently, its derivative gives rise to the Dirac
delta-function
o

P 5. (s31)

Within this approximation, we can carry out the integral in the denominator of Equation
(529), leading to:

D, 1 o\ L [ 9f
D nepTur(p) <8n>T/o EoE (E =W T(E)E. (532
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However, applying the same procedure to the numerator yields in the integral vanishing.
To avoid this, we write:

© 3f o0 d
7= /O EZR(E— ) T(E)E = —/0 folE) =5 [E(E - y)zr(E)]dE, (S33)

where we used integration by parts. Now, we can express the integral as

7— 7/ F(E})S THE= kaT/ %dx (S34)
0 — —u/kgT
1+exp { kT }
with p
_a Y
F(E) = - [E(E n T(E)] . (S35)
Now, dividing the integration domain into two parts, we have:
u/kgT _ I~
7 = _kBT/ de —kBT/ de‘ (S36)
0 1 + e X 0 1 + ex
Applying the identity,
1 1
=1- 7
14e* 1 14ex’ (557)
allow us to write:
I 0 _ _
T-— —/ F(E)dE+kBT/ Fp = xkgT) = F(p & xksT) ;. (538)
0 0 IT+e

Here we have extended the upper limit of one of the terms to infinity as we are interested
in the strongly degenerate case. From our expression for F(E) it is clear that the integral
vanishes in the first term. In the second one, we can apply a Taylor expansion which leads
to:

T= 2P () | ooeds = 3 kaTPur(). (539)

Therefore, incorporating this result into Eq. (532) yields:

212 T -1
De _ 17k (a” . (S40)
D 3 nc, \on/)r

First, let us evaluate the electron density in graphene. Under the current approximation, it
is given by:
2

4 27T poo u
n=-—= 1—0(k —kr))kdkdd = —5— 541
(271,)2 /0 /0 ( ( F)) 7'(7’1221% ( )
Thus, the derivative of the chemical potential with respect to the concentration can be
expressed as:

o _p
5= (542)

Finally, we need to evaluate the heat capacity. The general expression for the degenerated
electronic gas is:

2
cp = S KTS (n?‘) , (543)

where ¢(t) is graphene’s density of states at the Fermi level. Therefore, since the density of
states is

(544)
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we finally obtain:
—=1. (545)

S4. Solution of the balance equations

In this section our goal is to solve the balance equations for the thermalized carriers as
presented in the main text. We begin by addressing the balance equation for the thermalized
carrier density, given by:

dng _ nnt 5 1y — 1y
— = D - 4
dt Tee +DVn T (546)
Employing the Green’s function method allows us to rewrite Equation (546) as
W1t _ po2G(a,y, b+ SEED _ sasya, (547)

dt Tr

and the solution for n; is then found as the convolution between Green’s function and the
"perturbation”,

/
ni(x,y,t) = /dx’dy'dt’G(x —x,y—y, t— t'){nnt(iL ) + no} . (548)

Tee Tr

The Green’s function is given by [4]:

0 ,fort <0;
Gy t)=qe /™ 72 (549)
— - f .
(272 Di exp [ 4Dt} , fort >0
Thus, we obtain:
o 2 t—t' B (r—1")2 nnt (7', ) 1y
n(7, ) = / dt' /d () P [ T, 4D(t—t) T 1
B 1 2, nnt =t (r=1)?
=g + / dt’ /d /) exp { Z DE—1)] (S50)

As mentioned in the main text, it is useful to do an spatial average on this expression.
Performing the spatial average with the weight function introduced in the main text yields:

In2 In2
1)) = [ d? 7 (7)) = — [ dPrng(7t)e — (7 —T7))?
(m (1)) / (B 0F) = 22 [ s xp[ i 7
(t—t) /% ! 2y — 2
2In2 dt rdr'e nnt (7, 1) B 2ln (r' — o) . (851)
w3 + 4In2D(t — ') wg + 42D (t — t')
For the energy density, the balance equation is:
— _ / t
by o P00l G, e () (S52)
2 ng TE

The procedure to solve this equation is entirely similar to the one for the electronic density.
Therefore, after performing the average one obtains:

1n2)’1w;7 e =)/ Tenp (v, 1) In2(r" —rg)?
£ = ! t dt ’ — . S53
{ex(t)) = eo( / / w2 + 42D (t — ) F | T w2 + 4n2D.(t — 1) (553)
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S5. General expression for the differential reflectivity in the presence of hot electrons

Let us begin by considering that a TM polarized wave is focused onto a layer of
graphene situated on top of a substrate, at a specific incident angle, «, as depicted in
Figure S1. The electric fields both above and below the graphene layer can be described in
a general manner as follows:

E}Si) — A (t . sinoc%) cos aei(sinakaercoszxkaszat) ; (S54)
gjgr) — A, (f _ Sil‘llX%) cos lxei(sinzxkax—cosakaz—wat) ; (S55)
gygt) = A (t —n sin()%) cos gei(n sin Ok, x+1 cos Ok,z—w,t) ) (556)

Here, i, v, and t stand for incident, reflected, and transmitted fields, while k; and w,
represent the wavevector and frequency of the probe beam. Additionally, 6 denotes the
refracted angle, 7 is the refractive index of the substrate, and A;, ;) signifies the amplitude
of the respective fields. These amplitudes dictate the temporal evolution of the fields. We
will describe the probe beam amplitude as a Gaussian function:

12
Ai(r,t)(t) = ai(r,t) exp |:_L_az:| ’ (557)
where 1; is the duration time of the probe beam.

By applying Maxwell’s equations, we can derive the corresponding magnetic fields,
resulting in the following expressions:

(i) — Wy A o f i(sin akgx+cos akaz—wgt) .
Hy foccosa A; (t sina— > cos we ; (S58)
(r) - _ Wa o E i(sin ak,x—cos akaz—wgt) .
Hy -~ Ay (t sina— ) cos ae ; (S59)
(t) _ Mg _ .o X i(n sin Bk, x-+1 cos Ok,z—w,t)
Hy foccosd Ay (t nsin® : ) cos fe . (S60)
|
. y I
Medium2 k* ,
J
OF —
Medium 1 L
Y

Figure S1. Scheme of TM polarized waves propagating from medium 1 to medium 2, with graphene
at the interface z = 0. The incident angle for wave j is a, while the transmitted is 6. k;-, k; and k]f are
the incident, transmitted and reflected wavevectors respectively.

The next step involves determining the field amplitudes to compute the transmittance and
the reflectivity. With these expressions at hand, we can proceed to apply the following
boundary conditions at z = 0:

gD 1 el = el (S61)

i r 4,
1+ 1) =1+ (), (562)
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which translate the continuity of the electric field and the discontinuity of the magnetic
field due to the presence of graphene. The current density can be generally expressed as:

i = [ ottrel (563)

where o represents the conductivity of graphene. In the scenario without pumping, where
graphene is at equilibrium, the conductivity is time-independent. Therefore, the current
density is simply written as:

je(2,) = eq(wa) EX) (x,8) . (S64)

By substituting these expressions for the fields and current into Egs. (S61) and (562), the
following equations are obtained:

A, cos ucei(k” sinax—cwyt) + A, cos aei(k” sinax—w,t) _ Ay cos Qei(n sin Ok, x—w;t) ; (S65)

A‘ei(k” sinax—wyt) Arei(k“ sinax—wgt) _ nAtei(n sin Ok, x—cwgt) + 4*0‘qu¢ cos 0¢ i(nsin Ok, x— wat) (S66)
; =

Using these equations we can express the transmitted and reflected amplitudes in terms of
the incident amplitude as:

4
2 cosa 1.COS & — €O8 0 + ——0eq cOS B cos &
At = A e ; Ar = 7A1' 4(;_[ . (567)
ncoswa + cos6 + aeqcosecosvc ncoswa + cos6 + UeqCOSHCOSLx

Let us now focus on the case with pumping. In this scenario, the conductivity becomes
time-dependent due to the transient evolution of the distribution functions, as depicted in
the left panel of Figure 4 of the main article. Here, we can express (¢, t') as:

152

Nt [T i@y )y /°° (W + inter )€
o(t,t) 27r2h/0 ds(l et~ f (s,t)) _wdw(ZS7h(w+i%ter))(2€+h(w+i%ter))
2

= £ gt — )¢ Tmter(t=t) decos[zs(th_t)} (1 — f@(e, t') — FI)(e, t’)) . (S68)
0

—iw(t—t")

th

Thus, by substituting these results into the boundary conditions, we arrive at the subsequent
expression:

2cosaA;(t) = (ncosa + cos0)As(t)+

4n€ / Aro(t — t')e!(Wotiinter) (1= t)/ de cos {zs(h)} (1 — (e, ') — FI) (e, t')) cosfcosaA(t').  (S69)

Fourier transforming this equation yields:

5 5 4 2 [ee] 00 . . , .
2cosaA;(v) = (ncosa + cos0)As(v) + 7_;60 / dt’/ dte!(@atinger) (1=t)HivE o
—0 t

X /Ooo de cos [Zs(th—t’)] (1 — FE (g, t') — FI) (g, t’)) cos B cos A (t') (S70)

where the Fourier transform of the amplitude coefficients is defined as
Ajp(v) = / Ajp(t)evidt . (S71)

We can readily perform the integration over ¢ in Eq. (570). Keeping only the relevant terms,
one gets:
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o0 2 :
/ dtei(wﬂ‘i'i’)/inter)(tft,)“"in cos |:2€(t B t/):| — _ieﬁ/t, h ((;]ﬂ + v + l’)’il:lt(?l‘) 5 . (572)
14 h 4e2 — " (wa 4+ v + Yinter)

Therefore, Eq. (570) is rewritten as:

2cosaA;(v) = (ncosa + cos0) A (v)—

o [ (19 - f ) ,
: ( ) / dt'e / deh(wg + V + iinter) e hz(wa i cos@cosawAs(t) (S73)

and, once again, we can identify here the expression for the conductivity and rewrite:

2cosaA;(v) = (ncosa + cos0) A (v / dt' et one (w + v, ) cos  cos w A () . (S74)

The last term of the equation represents a convolution of both pulses, as the non-equilibrium
conductivity arises due to the pump beam. If there is a delay, Jt, between the pump and
probe, we can simply modify the effectiveconductivity as:

One(wW +v,t') = Ope(w +v,t' + 6t) . (S75)

Now, we need to solve Eq. (574), which can be achieved through iterations. The zeroth
order iteration consists of neglecting the second term on the right-hand side, resulting in:

2cosu -

A0 (v) = Av). (S76)

ncosa -+ cos 6
To obtain the first order of the transmitted amplitude, we substitute the expression for the
zeroth order into the integral in Equation (S74), which allows us to obtain the first order
amplitude for the transmitted field:

2
Agl)(v) _ t(O)Al(O) (v) - 81 cosbcos”a

¢ (ncoswa+ cosf)?

/ df e one(w +v,t)A(F) . (S77)

For the reflected wave, using boundary condition (S61), we can write:

87  cos?fcosa

¢ (ncosa+ cosf)? / dr' e ore (w+v, A (), (S78)

L0) _ _ncosa— cos 6 ‘ (S79)
ncosa + cos0

Finally, let us define the reflectivity of the entire structure under pumping as:

S dv]A, v‘

R (5t) = e
[oodv|Ai(v ]

(S80)

If we consider the expression obtained at Equation (S78) up to first-order in conductivity,
we see that the reflectivity of the system under pumping is given by:

Rﬁl:R[gO)-i- 2 ”COS&_COSQ38—cosacos GRe{/ dv/ AtA;(v) Aj(1)e one(wq + v, t+(5t)} (S81)
Wa (ncosa + cos6)” ¢
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with
2 © ~
RO =[OF 5 w= [ alAwf (582

If we consider graphene without pumping, but with the same precision in the expansions,
we get:

ncosa — cos 0 + 4”(7 cos 0 cos « ’ 2 g +(0)?
- eq 0 47 0)cos- 0t
Ry = 47_[ ~ R,g ) - Re{(feq}R,(Z ) S
ncosa + cos 0 + theq cos B cosu

cosa p(0) °

Therefore, the differential reflectivity is given by:

R, RElO) ¢ cosa ¢(0)

GR4(6t) _ RL(6t) — R,  4rmcos?6 0 {Re{ZH(Jt)}

_ W, —Re{oeq} } , (S83)

where
%, (6t) = / dv / AtA;(v) Aj(t)e" one(wq + v, t + 6t) . (S84)

To simplify this expression, let us consider that w, >> v, which allows us to write:

¥q(0t) = / thi(t)(fne(wa,t—i—ét)/ dl/ei”t/ii(v) = 271/ thiZ(t)(fne(aJa,t—J—ét) .
(S85)

Inserting the explicit expression for A; and dividing by W, as required in Eq. (583), we

obtain:
Re{ZH (61)} [ / dtexp [_]Re{gne(wa,wrét)} (586)

We are interested in the real part of oye. In the limit of y — 0, using the Sokhotski-Plemel;
theorem, it is easy to show that the real part of the conductivity can be simply written as

Re{one} = 0 [1 — fle )(mz‘)” t+(5t> — f (hcz"”,th(St)] . (S87)

S6. Criterion of importance of the hot-electron effects

To evaluate the importance of the hot-electron effects, we introduce a criterion to
measure how far away our system is from thermal equilibrium with the crystal lattice.
Since the temperature is clearly a signature from the hot electron gas, we can compare the
temperature of the hot electron gas with the one at equilibrium as

O0T(t)  T(t)— Ty

e (S88)

and see how it evolves with the pumping intensity. Therefore, we can establish the follow-
ing criterion: when this quantity exceeds unity, the hot-electron effects become essential,
meaning that the electron temperature is at least twice the equilibrium temperature.

In Figure S2, we illustrate the variation of 6T/ Ty with the intensity of the pump beam.
It is important to note that, for this analysis, we must fix the time to a specific value. Since
our focus is on examining the behavior of the hot electrons, we cannot set t = 0, as we
assume the thermalization to occur first for graphene. Therefore, we set t = 100 fs. As
shown, for intensities on the order of 0.1 GW/cm?, our parameter already exceeds 1. This
implies that, even for somewhat lower intensities, the hot electron effects are already highly
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significant and most of the nonlinear experiments uses intensities well above this order of
magnitude.

STIT,

I, (GW/cm?)

Figure S2. Variation of 6T /Ty with the intensity for { = 100 fs. We used the same parameters as in
the left panel in Figure 5 of the main text.
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