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ESI A: The matrix form of total Hamiltonian
The representation of total spin Hamiltonian Eq. (5) in text under ordered basis |xoxp), |Tays), -, |2a2b) has
five parts and is presented in the following. The Zeeman splitting term Hze , of molecule a:
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The Zeeman splitting term Hyz 1, of molecule b:
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The zero-field splitting term H¢ , of molecule a:
Hytoo(1,1) = Hypo o(2,2) = Hypea(3,3) = = D[3cos(20,) — 1] — Ecos?(0,)cos(2¢4),
Hzfs,a(174) - Hzfs,a(4al) sz a( ) ) sz a(5 2) zfs a(3 6) zfs 1(6 3) ECOS(Ha)Sin(QQOa)a
1
Hzfs,a(]-77) - Hzfs a(7a ]-) zfs a( ) ) zfs a(8 2) Hzfs,a(gag) = Hzfs,a(973) = §[D - ECOS<2S0a)]Sin(29a)7
A3
Hzfs7a(4a7) = Hzfs7a(7;4) Zfb a.( 3 ) zfs a<8 5) Hzfs7a(679) = Hzfs,a(976> = Esin(@a)sin(Zgoa), ( )
Hzfs,a(4a4) - Hzfs,a(5a5) zfs a(676) o + ECOS(290¢1)

1
Hyts,a(7,7) = Hpgs 2(8,8) = Hys 2(9,9) = —Ecos(2<pa)sin2(9a) — 6D[3cos(2¢9a) +1],

where the other elements are zero.
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FIG. B1: Schematic representation of the simplified dynamic model.

The zero-field splitting term H,g 1, of molecule b:

Hzfs b(l 1) zfs b(4 4) zfs b(7a 7)
—{6005(29;,)[D Ecos(2y)]cos? (s

) —
Hzfs,b(2a 2) zfs b(5 5) Hzfs b(8a 8)
(

[3cos(2y,) — 1][D + 3Ecos(2¢p)] + 12Ecos(6p)sin(27;)sin(2¢s) },

%{6cos(29b)[D — Ecos(2¢py)]sin’(73) + [3cos(2y3) + 1][D + 3Fcos(2¢p)] — 12Fcos(6)sin (2, )sin(23) },

Hois0(3,3) = Hyps1(6,6) = Hype1,(9,9) = —Ecos(2¢p)sin? (6y) — 6D[3cos(29b) +1],

(A4)
Hyi5(1,2) = Hys p(2,1) = Hyps (4, 5) = Hygs p(5,4) = Hyps p(7,8) = Hyps (8, 7)
1
= Z{{2Dsin2 (0p) + [cos(26p) + 3] Ecos(2¢p) }sin(27,) + 4Ecos(2vp)cos(6p)sin(2¢sp) },
Hzfs b(l 3) - Hzfs b(3 1) - HZfb b(4 6) - Hzfs b(6 4) - sz b(7 9) = Hzfs,b(9a7)
= sin(6p){cos(yp)cos(6y)[D — Ecos(2¢p)] + Esin(vyp)sin(2py)},
Zfs b( ) = zfs b('?) 2) Hzfs b(5 6) zfs b(6 5) zfs b(8 9) Hzfs,b(978)
= sin(0p){[Ecos(2¢y) — D]cos(8p)sin(ys) + Ecos(vp)sin(2¢p) },
where the other elements are zero.
The exchange interaction term H.,:
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ESI B: The site independence of the dynamic model
Starting from Eqs. (14) where we assume that there are seven sites, we can simplify the model by summing over



both sides of Eqs. (14e-14j). As a result, we can get

Nso = kraaNs1

9
Ns1 = —(kaa + kse)Ns1 + ke Y |C5*Nerry

=1
: 12 112 1
Nirry = ksr|Cs|"Ns1 — (krr|Cs|” + kais + Frelax) N(rT) + Z gkrelaxN(TT)j + kcombNV(T...T)1
il (B1)
. kn 1
Ner..my = kaisNerry — (Feomb + o T Erelax) N(T...T)1 + Z gkrelaxN(T..‘T)j + knNt1
A

6 9
. kn
> Nri=-2D0N, — kN
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Clearly, all the above equations are independent of the number of sites except the left hand side of the last equation.
However, note that there is a relation Ngg + Ng + Z?:l(N(TT)l + N(T___T)l) + Z?Zl NT,i = 0, and hence the left sides
of the equations are also independent of the number of sites. As a result, we can see all the equations of our dynamic
model are independent of the number of site and the model can be simplified to FIG .B1.

ESI C: The effects of the various rates in the extended model on FD

The effects of all rate constants on fluorescence dynamics are investigated by our extended dynamic model Eqgs. (14)
under Hamiltonian Eq. (5) for magnetic random in the presence of high field B = 0.81, as shown in FIG. C1. Since the
effects of the rate constants on the singlet state decay rate In(knso) and on SF rate In(knrr) are similar, here we only
show the evolutions of In(knso) and In(kxs1). It can be seen in FIG. Cl(a, b) that the prompt fluorescence is impaired
and the delayed fluorescence is strengthened as the rate of SF kgp increases and/or the rate of TF krp decreases.
FIG. Cl(c, d) show that the increase of singlet state decay rate k;aq accelerates the prompt FD, which is consistent
with its physical interpretation. FIG. Cl(e, f) show the effects of the combination rate kcomp and dissociation rate
kais of triplet pair on fluorescence dynamics. kcomb and kqis reflect the rates of two opposite processes, thus they
have inverse effects on FD that are respectively similar to that of ksp and krr. FIG. Cl(g, h) show the effect of the
hopping rate ky, of the single triplet excitons between neighbouring sites, in which the supplement of the hopping to
singlet population prevents FD at later period. Particularly, the increase of ky strengthens the singlet state decay
and SF at any time as shown FIG. C1(g), but first impairs and then strengthens the total transition of singlet state
after some critical point due to the competition between hopping of single triplet state excitons and decay of singlet
state excitons as displayed in FIG. C1(h). We set the value of kj, that satisfies the relation ky, < kqgis in order to
be physically reasonable. FIG. C1(i, j) exhibit the effect of relaxation rate kyejax among the triplet pair states and
separated triplet pair states. It can be seen in FIG. C1(i) that the increase of kycjax impairs the prompt fluorescence
and strengthens the delayed fluorescence. The reason is that with kpeax increasing there is more population to be
provisionally reserved.

ESI D: The MFEs comparison for different molecules in crystal structures

Rubrene crystals have 11 different polymorphs, which is dependent on the temperature, substrate, and the method
to grow, and can be obtained by following several different routes [3, 4]. The polymorphs can be divided three
classes, i.e., monoclinic, triclinic, and orthorhombic polymorph. The first two crystalline structures generate through
solution crystallization methods [4], and the third structure generates through physical vapour growth [3]. In the three
structural rubrene crystals, the molecular planes of two adjacent molecules are respectively perpendicular, parallel,
and herringbone-packing to each other. The orthorhombic rubrene crystal is easy to obtain, even with sizes up to some
centimeters and shows the best transport properties, in which the dihedral of two adjacent herringbone molecules is
61.4° [5]. In addition, in order to compare different molecules, we choose the tetracene and pentacene crystals that
have 1 and 12 different polymorphs with different molecular arrangements referencing the U.S. National Library of
Medicine. In herringbone tetracene crystal, the dihedral of two adjacent molecules is 51°. For herringbone pentacene,
we choose one of the 12 polymorphs that is the thin film phase and is formed on the oxidized silicon substrates under
high vacuum conditions, in which the dihedral of two adjacent molecules is 54.1° [6]. From the crystalline structures
of the monoclinic, triclinic and orthorhombic rubrene, as well as herringbone tetracene and pentacene, it is clear that
one of the two inequivalent molecules rotates 90°, 0° and 61.4° around y-axis, as well as 51° and 54.1° around z-axis,
being overlapped with the other one, respectively. Their MFEs are shown in FIG. D1 in which the orientation of the
applied magnetic field always is parallel with z-axis of molecule a. If their interaction strengths (including ¢gg3, D,
E, and X) are approximately assumed to be the same, we can know according to the Fig. 1 and 2(e2) in text that
the MFEs on the FD of the triclinic and orthorhombic rubrene strengthen the prompt fluorescence and impair the
delayed fluorescence, but on the monoclinic rubrene the magnetic field has the inverse impact. Hence, the FIG. D1
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FIG. C1: (color online) The effects of the parameters ksr,tr (a,b), kraa (c,d), Kdis,comb (&,f), kn (g,h), and Krelax (i,j) on FDs
for magnetic random. The remainder parameters used are B = 0.81 T, g8 =500 m!T"} D = -062m™', F =248 m!,
and X = 0.0l m™".
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FIG. D1: The comparison about the different molecular MFEs on FD under the optimal rates fitted in the Fig. 5 of the text.
The orientation of the magnetic field is parallel with z-axis of molecule a. The used parameters are D = —0.62 m~! and
FE =2.48 m™! for rubrene and tetracene [1], D = 3.05 m~' and E = 0.79 m™" for pentacene [2], and the other parameters are
Y% =0° g8=500m~'T™" and X =0.01 m™".

shows that the MFE of the monoclinic rubrene [FIG. D1(a)] on FD is better than the others.
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