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S1. MATRIX REPRESENTATION OF THE RASHBA HAMILTONIAN FOR
CENTER OF MASS MOTION OF EXCITONS

As we showed in the main text, for a 2D perovskite system with inversion symmetry
breaking in the 2 direction and with Rashba splitting in the conduction band, the Rashba

Hamiltonian H r,com for an exciton with wave vector K = K,2+ K,y in the plane reduces
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Maintaining the general notation used in Eq it is convenient to represent H r.com(K)

Hpcom(K) = Oy Ky Ty — 0y K0 T, (S1)

in Eq.(SI) in matrix form in a basis of the four electron and hole Bloch function products,

Wjo=1/2) [Wj=1/2) s [Wj=1y2) [Wj,=—1/2) , |Wj=—1/2)|Wj,=1/2) and |wj—1/2)|uj,=—1/2) . Using

this pair (“P”) basis gives the following matrix representation:

0 0 gy Ky + 0y, K 0
N Me 0 0 0 Oy I, + 100, K,
HIF%),COM(K) Y , o !
agyKy — 10y Ky, 0 0 0
0 Oy Iy — 0y K, 0 0

(52)
We can easily transform this Hamiltonian into a basis of exciton eigenstates of total angular
momentum, |F,F,), taken in the order, |0,0), [1,1), |1,0), |1,—1). This is done using

the transformation H™ = L HP (K )ipp , where

0 1 00
1 1
- 0 -0
Mpp = f Ve (S3)
L 0%0
0 001
The result is,
0 Oy Ky —ioy Ky 0 _ agyKytioyas Ky
V2 V2
Oy Ky +ioy: Kz ) 0 Oy Ky +iouy: Ky 0
R (K) = o< vz v (54)
R,COM M 0 OézyKy—’iOéyng; 0 a:cyKy+iaZsz
V2 V2
—Qpy Kytiay: Ke) 0 gy Ky—iag Ky 0
V2 V2

To study polarization properties it is most convenient to transform into a basis of exciton
states whose dipoles are oriented along the x,y, 2z directions. We will call the D, X,Y, 7
basis, or the O basis for short, the basis of exciton states |D), |X), |Y), |Z), whose
dipoles are oriented along the X, Y, and Z directions, and the dark D exciton state. The
unitary transformation from the basis of total exciton angular momentum to the O basis
is,

Hidon” (K) = ity Hy cona (K)o (5)
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where the transformation matrix, mpo = (F, F.|O) is given by,

1 0 00
0 -+ %0
Mpo = vz V2 (S6)
0 0 01
1
0 %5 7 0
The Hamiltonian is represented in the O or D, X,Y, Z basis by the matrix,
0 —0y Ky 0y K, 0
. — 0y K 0 0 — 10 K,
Hton (K) = 5ex [ o (7)
oy K, 0 0 —i0y K,

0 10y Ky 10y K, 0
A. Diagonalization of the exciton COM Hamiltonian and COM dispersion

Diagonalization of Eq. [S7]shows that non-zero K splits the degeneracy of the 4 exciton
states. Taking into account the exciton kinetic energy A*K?/2M written in terms of total
exciton mass M = m. + my,, and using K = /K? + K, the energy for any momentum

direction is determined as a function of K, K, by,

RK?  m,
Wi + Wi az K2+ a2 K2 . (S8)

Ecom(K) =

The COM motion of free excitons described by Eq. has the “Lifshitz Trousers” disper-
sion, well known for 2D electrons in the presence of Rashba terms. From Eq. we can find
the exciton minimum energy along a given direction and estimate a wave vector K that
is relevant to a thermalized exciton population at low temperature. In the absence of the
exciton fine structure splitting at K = 0, and if o, = Fay,, corresponding to the pure
Rashba case, g, = a, or the pure Dresselhaus case, a,, =  as discussed in the main text,
the dispersion is isotropic in the K, K, plane with the minimum of the dispersion at the

radial wavenumber,

o |ty |

K min hQ

(59)

The band dispersion for electrons reaches its minimum at the Rashba wave vector, K§ =

mea®/h?. As a result the exciton COM dispersion minima also occurs at the Rashba wave
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vector,
Kopin = | K| (S10)

In the general case that o, # o, the dispersion is not isotropic and the energy contours
in the K,, K, plane are warped with two-fold rotational symmetry.

A complete description of the exciton dispersion requires that we also include the exciton
fine structure splitting due to electron-hole exchange. Neglecting the exchange splitting
between the X and Y exciton states, which is small in comparison to the splitting between
the Z exciton and the X,Y excitons in 2D perovskites*! the fine structure Hamiltonian

in the basis D, X,Y,Z can be written as =253

E; 0 0 0
0 E, 0 0
Hys = : (S11)
0 0 E 0
0 0 0 E,

Thus the total Hamiltonian in the D, X,Y, Z basis is,

. R (K2 4 K2)
HtDO,tX,Y,Z(K): 50’0 + Ty ]I +

E, —0y Ky e Ky 0
—0y Iy E, 0 — 100, K,
anyx 0 Et —iazyKy

0 10y Ky oy, K, E,
In this expression, I is the 4x4 unit matrix. Importantly the fine structure Hamiltonian

(S12)

in Eq. (S12)) is not rotationally invariant in the general case. Nevertheless we can find
solutions in several special cases. For the special case when E, = F;, and if ay,, = $ay,
again corresponding to the pure Rashba case, a,, = «, or the pure Dresselhaus case,

oy = [, the eigenvalues are,

h2K? Mo
FE K) = A + K —=*
101(K) =&+ A+ Wi M
K2 A \/A2M2+4K2(mea$ )?
E K) = — Y 1
1241/2,0(K) = &0 + i + 5 Wi (S13)

Here, A = FE, — E; is the energy difference between the degenerate X and Y states and
the dark exciton state. The subscripts on the energy in this expression refer to projection of
the exciton angular momentum along a quantization axis that varies with K , taken in the

direction of the effective magnetic field at the given K point as described in the main text.
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In the case of large dark- bright exciton splitting, A, the Rashba terms result in a small
correction to the effective mass of the exciton center of mass motion for the bright and dark

excitons with Fr, = 0:

Eo(K) =&+

W K? W K? MOy 2
of TATTA ( M )
h2K2 h2K2 Ol

Eoo(K) = Ep + ( y) (S14)

In the more general case that the Z exc1ton state is spht from the X and Y states, the

triplet degeneracy at K = 0 is lifted, resulting in a doublet with energy FE; and a singlet
with energy FE, # E; at K =0. We set 6, = E, — F; and write the energies in the pure

Rashba or pure Dresselhaus cases as,

Ei(K)=8&,+A+

R*K*? N d L VOZM? 4+ AK?(meary)?

2M 2 2M '
RK? A \/A2M2+4K2(meam )?
E K) = —+ L 1
1/241/2,0(K) = Eo 0 + S + 5 Wi ) (S15)

The resulting dispersion and spin textures are plotted in Fig. [SI} Parameters are the same
as in Fig. 3 of the main text, but the bright triplet is assumed in Fig. to be split by
crystal field splitting, reflected in the triplet energies F, = E, = F; = 11.4 meV, and
E. = 1.2 meV above the dark state at energy Ep = 0 meV =154

In the general case that ay, # a,, where we have mixed Rashba and Dresselhaus char-
acter, we can also find analytical solutions for the energy. The general result is,

REK2 S \/52M2 + 4me(K2a2, + K2a2)

Ty yxy

E K) = A Z 4
11 (K) = oo + A+ Sam 4 5 2M !
RE?2 A A2M? 4+ dmeo(K2a2, + K2a2,)
Eyjai120(K) = &0 + + 5 \/ ) (S16)
’ ’ 2M 2 2M

These solutions give energy contours that are not rotationally invariant about the z axis.
In the most general case that the X and Y excitons are split are K = 0, there is no closed

form solution but the energies can be found using numerical diagonalization.

B. Effect of angular momentum textures: Transformation to rotated coordinate

system

To understand the angular momentum textures of the excitons, it is useful to align the
in-plane coordinate system with the direction of the wave vector K . To do so, we represent

K = K(cos¢n, +sin¢n,), where K = \/k2 + K7, n, and n, are unit vectors along the
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Figure S1. Exciton energies and angular momentum textures in 2D layered perovskite with inver-
sion symmetry breaking along the Z direction normal to the 2D plane, with crystal field splitting
of the bright triplet. The bright triplet is assumed to be split by crystal field splitting, reflected in
the triplet energies F, = £, = E; = 11.4 meV, and E, = 1.2 meV above the dark state at energy
Ep =0 meV 554 panels A and B show the energies calculated versus wave vector K = K,i for
pure Rashba and pure 2D-Dresselhaus spin textures, respectively, with o = 156 meV -nm, 8 =0
inA,and =0, =156 meV-nm in B. Electron and hole effective masses m, = my = 0.25mg .
The dispersion curves for each fine structure level in panels A and B are labelled according to
(F,F,,), the exciton total angular momentum and its projection on an axis aligned to the effec-
tive magnetic field, see main text. The curves in A and B are identical reflecting symmetry under
rotation about the 2 axis as evident in the insets of each figure, which show 3D plots of the energy
surfaces in the K, K, plane for the levels (1,%+1). Panel C(D) shows the angular momentum
textures for these two states along constant energy contours at £ = 70 meV with parameters

identical to panel A(B), respectively.
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original x and y directions and angle ¢ is the angle between the new z’ axis, (parallel to
K ) and the original z axis in the 2D plane. The transition to this coordinate system leads
to a unitary transformation of Hamiltonian Hroon? (K) to a basis [D), |X'), [Y), |Z)

where the Hamiltonian can be represented as

D.X'Y' . Z m
HR,COM (K, 9) = — K x

M
0 —(Qlpy — Q) SINGCOS P gy SN2 P 4y cOS? 0
—(Qzy — ) sin g cos ¢ 0 0 —i(auy sin® @ + vy, cos? @)
Olzy sin? ¢ + Quy cOS% @ 0 0 —i(Qpy — Qe sin g cos ¢
0 i(Qty SIN® @ 4ty €082 B) (g — Qrye) SN P COS 0

(S19)

The eigenfunctions of the Hamiltonian in Eq. are a mixture of the basis states |D),
| X’), |Y'), and |Z). As a result each of the eigenstates of the Hamiltonian in Eq.
has a well defined polarization which is described by the combination of three orthogonal
linear polarized dipoles and the dipole forbidden state. The exact combination can be found

by diagonalization of the total Hamiltonian
Hyop = Hinr + Hg’é((;f/[ﬂz(Ka ¢) (520)

where [:IINT describes the fine structure of the exciton connected with exciton internal
motion at K = 0. The general solution of this problem cannot be put into in closed form
but expressions for the pure Rashba and pure Dresselhaus cases are instructive.

In the pure Rashba case, corresponding to ay, = a,y = o, Eq. becomes,

00 a O
~ 1y 00 0 —«
HRSN P (K. ¢) = 2K (S21)
’ M 1a00 0
0 ia 0 O
Adding the center of mass and internal motion terms the total Hamiltonian is given for all
values ¢ by,
Eq 0 Ko 0
. 0 E 0 —iZKa
HSE(',Y/’Z(K) = (5070 + ﬁ;jf) I+ ! M 7 (S22)
wKa 0 E, 0
0 iZeKa 0 E,

M
Recalling that the matrix is represented in the ' basis taken in the order D, X' Y' Z |

this matrix clearly shows that the exciton eigenstates comprise two uncoupled pairs, one pair
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comprising mixtures of the D and Y’ basis states and the other comprising mixtures of the
X’ and Z basis states. Since the wave vector is in the X’ direction, these state couple to
light with linear dipoles (the =’ components of the states cannot couple to light propagating
in the 2’ direction). The energy eigenvalues are given by Eq. using gy = a.

The pure Dresselhaus case, corresponding to oy, = 8 = —oy,, Eq. , is distinctly

different. In this case the COM Hamiltonian becomes,

0 —[Bsin2¢ —[cos2¢ 0
N 'y —fsin 2 0 0 ) 2
AR (5 gy = Mepc | TP eos2o 1 (sa3)
’ M —Bcos 2¢ 0 0 —ifsin 2¢
0 —1cos2¢ 1fsin2¢ 0

This matrix can also be put into the form of two decoupled pairs, but the mixtures are more
complex than in the pure Rashba case. It is simplest to analyze the matrix in two special
cases. If ¢ = m/2n where n is an integer, that is, when K is along the x or y axes, then
the matrix becomes identical to the one shown for the pure Rashba case and the eigenstates
are the same. This reflects the fact that the direction of the effective magnetic field is the
same for pure Rashba and Dresselhaus spin textures for K directed along the symmetry
axes K, and K, see Fig. 2 in the main text. On the other hand, when ¢ = 7/4(2n + 1)

with n integer, then the matrix is distinct from that of the pure Rashba case:

0 -10 0
A ! Nt 7T2n—|—]_ nme _1 0 O O
Xz (o= TN TN _ (e g B I
4 M 0 0 0 —i
0 0 4 0

In this case it is clear that there are two decoupled pairs of states, one pair comprising
mixtures of the D and X’ basis states and the other comprising a superposition of the
Y’ and Z basis states. The later pair has a total angular momentum F = 1 with the
projection of angular momentum in the direction of K of Fi = +1 and therefore has
helicity. These states will couple preferentially to helical light with positive and negative
helicity, respectively. To show this we add in the center of mass and internal motion terms

to form the total Hamiltonian for ¢ = /4, that is, with K along the line K, = K. In
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this case the Hamiltonian is,

E;, —™KB 0 0
: —mKS B0 0
ity 2 (Ko = K,) = (Eoo + S5 T4 | M t | . (825)
0 0 B, —i™Kpj
0 0 i™KB E,

The energy eigenvalues are again given by Eq. using oy = 3.

S2. CD CALCULATION
A. Description of polarization and CD measurement geometry

In this study we calculate the magnitude of the CD signal of a 2D perovskite layer with
orthorhombic symmetry Cy,. We consider the sample, depicted in Fig. [S2] to be oriented
in the x,y plane, with the 2D layers parallel to the top surface of the sample which is
normal to the z direction. The sample has two-fold rotational symmetry about the z axis,
with inversion symmetry broken along the z direction, and mirror symmetry through the
x,z and y,z planes. The sample is assumed to have refractive index n,,, and to be
illuminated from air at a polar incidence angle # measured from the vertical, z, axis in
a plane of incidence defined by azimuthal angle ¢ measured from the x axis according
to Fig. [S2l We consider the incident light to be circularly polarized with helicity +1,
corresponding to angular momentum +1 along the K direction. For light with its wave

vector k,, directed in the positive 2 direction the +1 polarizations vectors are,
. Tty
€L = S26
7 (526)

These correspond to left (+ ) and right ( — ) circular polarization respectively®® The vector

potential of é4 helical light of amplitude A, propagating in the 2 direction is therefore,

&+ iy
V2

The incident light wave vector shown in Fig. is not propagating in the positive 2z

Al = Agey = Ay (S27)

ph=kpn 2

direction. To determine the vector potential we must rotate both the wavevector k,, and
the polarization vectors éi into an orientation corresponding with the schematic. First
consider light incident in the positive z direction, k,, = k,,2; we need to obtain k,,,

and the polarization vectors é. oriented as in the figure with polar angle 6 towards the
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Figure S2. Schematic of the sample and CD measurement geometry. Circularly polarized light
with polarization é+ and wave vector k,, is incident from air onto the sample, which has refractive
index nqt. The light is incident at polar angle # measured from the layer normal, at azimuth
angle ¢ measured from the x axis. The sample has 2D perovskite layers and orthorhombic
symmetry. Layers are oriented in the z,y plane, parallel to the top surface of the sample which is
normal to the inversion symmetry breaking direction along z. The sample has two-fold rotational

symmetry about the z axis and mirror symmetry through the x,z and y,z planes.

negative @ direction and azimuth angle ¢ relative to the @ direction. This transformation
is accomplished by first rotating about the y direction by angle v = 7 — 0;,, using k,;, =

Ry(v)kphﬁ where the rotation is represented by the matrix,

cosy 0 +sinvy
Ry(v) = 0 1 0 (S28)
—siny 0 cos~y
Following this rotation the vectors are rotated about the positive 2z direction using the

rotation operator Rz(gb) represented by,
cos¢p —sing 0

R.(¢)=| +sing cos¢ 0 (S29)
0 0 1
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An additional detail must be accounted for however: The angle of propagation of the light
inside the perovskite layer, 6,,,, is related to the exterior angle of incidence 6 by Snell’s

law,
SIn 6 = Nyat SIN O,ar (S30)

Moreover the amplitude of the transmitted electric field is modified by the polarization-
dependent Fresnel amplitude transmission coefficients. For light with its field vector polar-

ized parallel versus perpendicular to the incidence plane these coefficients are given by,

2cosf
= 1
16 Ormar) €08 Opmat + Nymar cOs 0 (S31)
2
tL(07 Qmat) = cos (832>

cos 0 + Nynat COS Opnar
The amplitude transmission coefficients are shown in Fig calculated for light incident
from air (refractive index 1) into a perovskite sample with a refractive index n,., = 5.
At large incidence angles 6 the degree of circular polarization of the transmitted light is
reduced due to the fact that the field component perpendicular to the plane of incidence has
lower transmission that the field component parallel to the plane of incidence. This effect
needs to be taken into account for a CD measurement where the incident light is set to be
perfectly circular in the laboratory before impinging on the sample. The effect is that, for
light propagating as shown in Fig. the transmitted light has wave vector kpp mqe, with
magnitude Kppmat = 2mNmat/Ao and direction defined by azimuthal angle ¢, polar angle

Omar from the vertical, set by Snell’s law. It has amplitude,

A:I:(emata ¢) = AOé:t(Hmata Qb) (833>

where we have defined,

& (Oats &) = % (41 (Omat) €1 (Oomats 8) = it (Omnat ). (Ormats @)] ($34)

Here, the vectors €, and e, set the two orthogonal polarization directions normal to
the direction of propagation k,j mq: in the material, parallel and perpendicular to the plane
of incidence, respectively. These are found by starting from Eq. for light propagating
in the positive 2 direction and rotating them using the rotation matrices, Eqs. [S28}[S29;

é“(emata ¢) = Rz(gb)éy(ﬂ— - Qmat)j3 (835)
€L (emata (b) = RZ<¢)éy<ﬂ- - 6mat>'g (836)
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For reference, the result for light incident in the z,z plane (¢ =0) is,

1
€|(0rmat,0) = —E (€08 Oppat @ + 8in 0,01 2) (S37)
1
5 (Bonats 0) = —7 $38
eJ_( t ) \/§y ( )

Fresnel coefficients for Mjpe =1 Mmat =2.24

06"
0.4/

021

Amplitude Transmission Coef

D I 1
0 45 90
Polar Angle € (Degrees)

Figure S3.  Amplitude transmission coefficients ¢ and ¢, for light with polarization parallel
(|I') and perpendicular ( L) to the plane of incidence. Light is incident from air (n;,. = 1) into
a perovskite film with refractive index mpq = V5 corresponding to a high frequency dielectric
constant of €5 = 5, which is typical of metal halide perovskites. Light incident at polar angle 6
measured from the layer normal transmits into the sample with angle #mat determined by Snell’s
law, Eq. The amplitude of the components of the electric field of the vector potential are
modified by the Fresnel amplitude transmission coefficients ¢ and ¢, calculated using Eq
respectively. At large incidence angles 6 the degree of circular polarization of incident circularly
polarized light is reduced due to the fact that the field component perpendicular to the plane of

incidence has lower transmission that the field component parallel to the plane of incidence.

B. Circular dichroism calculation

In the last section we showed how circularly polarized light is modified when it is trans-
mitted at an angle into a planar material. We now calculate the magnitude of absorption,
and circular dichroism (CD) for the light interacting with a given j exciton state. We con-

sider light incident on the 2D layer with wave vector k,, at azimuthal angle ¢ measured
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from the Z direction, at polar angle # measured from the vertical direction n., and has
polarization € in air. Once transmitted into the medium its magnitude, A7 (6, @) is
given by Eq. [S33] The probability of excitation of exciton sub-level j of the ground 2D

exciton state with in-plane wave vector K can be described by Fermi’s golden rule:
2 - 9
Wi j = 2= (Ve s Hine| G) "0 (B (K) — Puw) - (S39)

Here, |G) is the crystal ground state, which is represented by G = §(r. — ;)™ hw is the
energy of absorbed photons, and FE;(K) is the energy of the j™ exciton sub-level.

The light-matter interaction Hamiltonian Hi,, = —(e/moc)A™ - p is expressed as usual
in terms of the inner product of the dipole operator p and the vector potential A. To
evaluate this matrix element we need the expression for the exciton wave function. The
wave functions of these states can be obtained easily in the uncoupled electron hole pair “P”
basis | |uj—1/2)|uj=1/2) s [Wiem12)|Wj=—172) s |Wj=—1/2)|tj,=1/2) and |wj——1/2)[uj,——1/2) ,

as,
%jgmm(r) S ()

Je=%1/2,jp=+1/2

\Iji,j(R7 ’I") = ujh) (84())

where the coefficients C’idh (K) describe the eigenstate of the corresponding matrix. Alter-
nately, having explicitly developed above a description of the exciton fine structure in terms
of the O, or D, XY, Z basis of exciton states |D), |X), |Y), |Z), whose dipoles are
oriented along the X, Y, and Z directions, and the dark D exciton state, we can express
the exciton wave function in terms of this basis:

-
eXp(Z—R¢10 )Y CHE)w) (S41)

\IJ% '(er) =
! \/§ i=D,X)Y,Z

where the coefficients C7(K) describe the eigenstate in the basis of exciton states |u;)
running over |D), |X), |Y), |Z).

Either way, evaluating the matrix element in Eq. for the exciton state Vg ; we find,
~ e R
(Vi HinlG) =~ A7 - Py (Kb 0(0)ty i (342
0

where e is the polarization vector inside the layer described in Eq. (S34). The Kronecker
delta represents the well-known momentum conservation rule, reflecting conservation of mo-
mentum in the 2D layer. The wave vector K of the in-plane exciton created by absorption

of a photon must match the in-plane component k,;, | = k,, — n.(ky, - ) of the photon



S14

that was absorbed. The contact term ¢, (0) in Eq. is non-zero only for states with

m = 0. Then, in the uncoupled basis, the transition dipole matrix elements are expressed

as,
Py(K) =Y [C7 (K] (u;,u;,|pIG) = > (3, (K] (u; [T uj, ) (543)

JerJh Jesdn
where T = —10, is the time reversal operator written in terms of the Pauli matrix &, ST In

terms of the D, X,Y, Z basis the exciton transition dipole matrix element are expressed as,

P(K)= ) [CHK)]P.=PF, ) [CIK)] gn (544)
1=x,Y,2 1=T,Y,2
where n; are the unit vectors along the x, y and =z directions, P., = —i(s|p,|z) is

the Kane momentum matrix element, assumed equal for the |z), |y) and |z) conduction
band Bloch states, and g; is a dimensionless parameter giving the relative magnitude of the
transition dipole matrix elements for the |X), |Y) and |Z) exciton basis states. The two
representations are related by the basis transformation: |U©) = mg}om;;mfp ), where the
unitary transformation matrices are given in Eq. [S3] and [S6|

In our calculations we prefer the O basis, and we assume that the z,y and z dipoles
have equal relative magnitudes, g, = g, = g.. (Expressions for g; accounting for crystal
field effects within a six-band K -P model can be found in Ref.[S3). Using Eq. [S44] we write
the strength of interaction of the exciton state j with the vector potential A7 (0pat, @),

neglecting common factors, as,
I=(5) = | AL (Omat, ¢) - Py(K)? (545)

It is useful to define a normalized interaction strength for a given set of angles. This should
be normalized by the square of the magnitude of the light field, |A7(6nat, @)|* . To normalize
the magnitude of the transition dipoles, we note that a given exciton state j has oscillator

strength f; given byS#53,

fi=fofi (S46)

Here, the parameter fo = 2|P,.,|?/(mohw) represents the magnitude of the oscillator strength
for a band edge free carrier transition, while fj, introduced in Refs. [S2S3| is a reduced
oscillator strength that gives the relative magnitudes of the oscillator strengths among levels

within the exciton fine structure. It is proportional to the norm-square of the dipole for the
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state: f; = |Pj|?/|Pw|? = g2. Noting that the sum of the reduced oscillator strengths taken
over the fine structure levels is a constant, an appropriate normalization is the average of the
reduced oscillator strengths taken over the bright exciton basis states X,Y, Z. We therefore

define fN as the as the average,

- Gtgtgl

v = 3 (547)

Then the average squared norm of the transition dipoles taken over the X,Y,Z bright

exciton levels, is fN\Pcv\Q . Using this for our dipole normalization we define the normalized

interaction strength for exciton state K, j, as,

_ |A2tn(9mat>¢) ) R(K)P

ING) = - (948)
M AL (Ot O)2 Pl Peo?
With this definition we define the circular dichroism for the state j as,
Pi = Lea(d) = Leald) (349)

We note that this definition coincides with the degree of polarization for the exciton state
in a cubic perovskite with total angular momentum F, = +1 interacting with circularly

polarized light propagating in the 2z direction.

C. Effect of linewidth broadening

The analysis in the last section provides a set of definitions for describing the CD of
an individual exciton level. In practice, the exciton transitions are broadened so that the
exciton sublevel transitions are often not individually resolvable. We model the effect of
linewidth broadening by convolving the absorption spectrum with a Gaussian line-shape
function,

1 2 2
G(E) = ——e /) (S50)

2ro

where the full-width at half maximum linewidth is given by 2v/21n20. We then calculate a
normalized absorption spectrum for circularly polarized incident light of +1 and —1 helicity
as a function of energy, I]j\?(E) , for light incident on the 2D layer with wave vector k,, at

polar angle 6 and azimuthal angle ¢. The calculation, made parametrically as a function
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of the angles, is,

1

IN(E) = — ) Ii(j)G(E - E)) . (S51)

Ima:v

In this expression, the sum is taken over the four exciton sub-levels j for a given K , and
the normalization factor I,,,, is included to normalize the peak absorption to unity. Then
the spectral CD signal is calculated as the difference of the normalized absorption spectra

for positive and negative circularly polarized light:
P(E) =I(E) — Iy(E) . (552)

It should be noted that the spectral CD has a derivative line-shape as shown in the main
text, and similar to the phenomenon of magnetic circular dichroism.>® It is straightforward
to show that in the limit that the level splitting between the F),, = £1 transitions is small
compared to the LW, the maximum spectral CD signal occurs at energy 4o above and

below the centroid E, of the two transitions:
CDpax = |P(E. + 0)| (S53)

This quantity is calculated and displayed in Fig. 5 of the main text. The definition in
Eq. above corresponds to the anisotropy factor defined in Ref. [S9. From this quantity,
the ellipticity per unit absorbance can be determined at the exciton resonance as © =

P(E)In10/4(180°/m) , or approximately © = P(E) x 32.98° 5510
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