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1 Determination of molecular diffraction from the
experimental data

The comprehensive procedure transitioning from the radially integrated experimen-
tal signal (I;0t(s)) to the modified diffraction intensity (sM(s)) has been thoroughly
elucidated in previous publications|1, 2]. In brief, I;,+(s) comprises three distinct com-
ponents: elastic molecular diffraction (Inei(s)), elastic atomic diffraction (In(s)), and
inelastic diffraction (line(s)).

Itot(s) = mol(s) + Iat(s) + Iine(S) (1)

The elastic molecular diffraction (Iy01(s)) segment encapsulates the majority of the

structural details. Hence, it’s advantageous to transform it into the modified diffraction
intensity (sM(s)):

Imol (8)
]ﬁt(s)
I,+(s) could be easily calculated through the elastic atom scattering factors.
To extract the static Ino(s) from the static Iio(s) (acquired with delay-stage
points before time zero), we employ the zero points (sp) derived from the elastic
molecular diffraction of the AIMD simulated ambient temperature structure (refer-
enced below). At these specific points, we assume that the contribution of Ip,01(so) to
Tiot(s0) is negligible:

sM(s)=s

(2)

Itot(SO) = at(SO) + Iine(SO) (3)

Next, we fit these points with a weighted exponential function to obtain an estima-

tion of the combined elastic atomic diffraction and inelastic diffraction. Subtracting
this fitted curve from the integrated experimental signal yields the static Inoi(s).

For dynamic signals, we operate under the assumption that the elastic atomic

diffraction and inelastic diffraction remain unchanged throughout the reaction. Hence,

the calculation of the modified diffraction intensity difference (AsM(s, t)) is as follows:

Liot(5,t) = Lot (s, to) ()
I@t(S)

An artificial baseline emerges due to the normalization of each individual image. To
address this, second-order polynomials are utilized to fit and subsequently remove this
baseline from each image’s corresponding AsM. Subsequently, the AsMs are averaged
at each delay-stage position. Gaussian smoothing is applied to both the s axis (with

AsM(s,t) = s



a full width at half maximum of 0.2A~!) and the ¢ axis (with a full width at half
maximum of 150 fs).

Furthermore, the signal within the 0 < s < 0.6A range is lost due to the presence
of a hole in the middle of the phosphor screen. To mitigate this loss, a sine function
extrapolation is employed to smoothly compensate for it.

2 Determination of molecular diffraction from the
AIMD simulation

As discussed in the main text, the molecule exhibits significant vibrational motion,
leading to a distribution of distances rather than precise values for each atom pair. The
AIMD simulation provides pair distribution functions for each atom pair (PDF;;(r)).
Using the independent atom model (IAM), the elastic molecular diffraction can be
calculated from these PDFj;(r).

sin(s - r) dr (5)
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The elastic scattering factors of atoms, f;(s), are calculated using the ELSEPA
program[3]. The modified diffraction intensity(sM(s)) is calculated by Eqn.2.

3 Determination of pair distribution functions
(PDF)

The calculation of pair distribution functions (PDF(r)) from sM(s) essentially
involves the inverse transformation of the equation mentioned in the text (Eqn. 5),
irrespective of the specific types of atom pairs involved, which are valued by their
respective scattering factors.

PDF(r) = /Om sM(s)sin(s - r)e=" /¥ ds (6)

Additionally, a Gaussian filter is applied to dampen noise at high s values. When
calculating the static PDF(r), a parameter k is set to 6.3A~1.

4 Determination of pair distribution function
difference on parallel(APDF|) and
perpendicular(APDF | ) directions from the
experimental data

The intricate process of anisotropic analysis of electron diffraction data has been
elaborated elsewhere[4, 5]. Essentially, a linearly polarized laser generates an ensem-
ble of excited molecules with cylindrical symmetry, resulting in a three-dimensional
cylindrical symmetric pair distribution function. Subsequently, the electron beam is
diffracted by the projected pair distribution function along the beam direction and



interferes on the detector, producing an anisotropic diffraction pattern. Therefore, the
data analysis involves an inverse process: initially reconstructing the projected pair
distribution function using inverse Fourier transform, followed by reconstructing the
original cylindrical symmetric pair distribution function using inverse Abel transform.

To delve into specifics, the initial step involves normalizing the diffraction pattern
using isotropic 2-D atomic diffraction I,¢, accentuating the detailed structure from the
decaying signal along momentum transfer. Subsequently, the image is partitioned into
four parts by two axes: the polarization direction of the laser and another direction
perpendicular to it, centered at the electron beam’s position. If the anisotropy stems
solely from one-photon excitation, ideally, these four quarters should exhibit a cos?
distribution. Thus, ideally, these quarters should be equivalent. They are then averaged
to mitigate noise. Next, a Legendre fitting is employed to extract the coefficients of the
Oth and 2nd order Legendre polynomials (8p and 32, corresponding to the isotropic
term and the cos? § distribution term)|6].

I(5,6) = 3 Bi(s)Pi(cos(6)) ()
=0

After retrieving the diffraction pattern using Eqn. 7 with only 8y and 52, we apply
a 2-D fast Fourier transform (2-D FFT) and inverse Abel transform using the r-basex
algorithm. This process yields a slice of the 3-D cylindrical symmetric pair distribution
function. The average of 0° ~ 10° and 80° ~ 90° corresponds to the parallel (APDF))
and perpendicular (APDF | ) pair distribution function differences, respectively.

5 Determination of pair distribution function
difference on parallel(APDF|) and
perpendicular(APDF | ) directions from the
AIMD simulation

The diffraction pattern resulting from an oriented molecule ensemble induced by one-
photon excitation can be calculated using Eqn. 8[7, §]:

15,0)= 3 3 8- LS fin? 0, + (2~ 3 ) cos? 0212
i g *
)

In this equation, j; and jo represent the first order and second order spherical
Bessel functions, respectively. €2;; denotes the angle between atom pair ij and the
transition dipole moment p, while 6 indicates the angle relative to the direction of
polarization on the detector.

Subsequently, the diffraction patterns of each trajectory at each time point are
averaged and processed using the same method as described in section 4 to obtain
APDF|| and APDF, .



6 Determination of uncertainty using bootstrap
algorithm

For all the functions mentioned above, we follow a bootstrap procedure for uncertainty
estimation[1, 4]. Initially, we randomly select two-third of the individual data, such as
60 images out of 90 at each delay stage point or 80 trajectories out of 120 from the
AIMD simulation. Subsequently, using this subset of data and the same methodology,
we calculate the target function. This process is then iterated 1000 times. The standard
deviation of the results from these 1000 iterations provides the uncertainty measure.

7 Estimation of the excitation ratio

To determine the excitation ratio, we first calculate the ratio S, which is the absolute
value of the integrated experimental molecular diffraction signal to the integrated
simulated signal within the range of 2.1 ~ 6.2 AL Next, we compute T, the ratio of
the integrated molecular diffraction difference within the 0.5 ~ 1 A! range, comparing
the average experimental signal from 0.5 to 1 ps with the AIMD simulation of Fe(CO),.
The excitation ratio is then obtained as T'/.S, where S scales the transient experimental
signal into simulation units, and dividing by the simulated signal level corresponding
to 100% excitation yields an excitation ratio of 13.2%.

8 Determination of anisotropic parameter 7
7 is defined by the following equation:

_ APDFH (I‘) — APDFJ_ (I‘) 9)
") = [APDF, (1) + |APDF_ (] (

All the 7 values shown in the main text are the averages of 77(r) between r = 2.8A
and 3.2A. The 7 values for pure axial and pure equatorial dissociation are calculated
using the APDF(r) and APDF | (r), from the simple removal of axial or equatorial CO
from Fe(CO)s, respectively. The random dissociation value is calculated by APDF| (r)
and APDF | (r) from an ensemble composed of half pure axial and half pure equatorial
dissociation described above.

9 Determination of dynamic parameters using
genetic fitting

In genetic fitting process employing the PyGad module[9], the fitting parameters are
configured as follows:

num_generations = 1000
num_parents_mating = 512
sol_per_pop = 512
parent_selection_type = "sss”
keep_parents = 256



crossover_type = "single_point”
crossover_probability=0.6
mutation_type = "random”
mutation_probability = 0.6

And the fitness is calculated using eqn.10

Fitness = 1/ / (Fowt(®) = Frim(2) 134 (10)

Tespt ()
In this equation, Fexpe represents the experimental data awaiting fitting, while
Oexpt denotes its corresponding uncertainty. Fiim represents the function generated by
the dynamic parameters during the fitting process.

9.1 Kinetic parameters of the sequential dissociation

Here Fyypi(t) represents the integration of AsM(s,t) between 0.5A71 < s < 1A~
normalized by the average of the last two points (¢t = 30ps and ¢t = 50ps). We introduce
three parameters: the start of dissociation tg, the time constant of the first dissociation
71, and the time constant of the second dissociation 5.

0, t <to
Fsim(t) = t—tg t—tg t (11)
Al A — D)+ -A)1—e ) e = 1), t>t

In this equation, A represents the ratio of the integration of AsM(s, t) in the range
0.5A71 <'s < 1A~! between AIMD simulated Fe(CO), and Fe(CO)3.

9.2 Structural parameters at the pre-dissociation area

As discussed in the main text, the vibration of the excited molecule is substantial.
Consequently, the distance between atom pair ij ceases to be an exact value. To
compute the diffraction pattern from its structural parameters, Eqn. 8 needs to be
modified to resemble the form of Eqn. 5.

o j1(sr . . jo (ST
I(s,0) = Z 3\ £l f] / PDFij(T){]lir ) —[sin® Q;;+(2—3sin? ;) cos? 0]‘72(2 )}dr
— 0
ij
(12)
If we presume that the vibration is harmonic, meaning its pair distribution function
assumes a Gaussian shape, and as long as the vibration is not excessively strong

(0 <0.54), equation 12 can be simplified as follows:

I(s,0) = 31 |fj|{jliir) — [sin® Qi + (2 — 3sin® Qy;) cos? o]@}e’l?z (13)
ij

In this equation, [ represents the strength of the vibration, which corresponds to
the standard deviation (o) of its Gaussian-shaped pair distribution function.



In this approach, we adopt a separation of parameters: parameters that only
affect the axial direction (APDF ) and those that only affect the equatorial direction
(APDF ). We assume that all Fe(CO)s molecules are in Dgp, symmetry.

When fitting the axial direction, five parameters are introduced: the dissociation
ratio, the axial Fe-C bond length of Fe(CO)s, and the vibration strengths of axial Fe-C,
axial-equatorial C-O, and axial-equatorial C-C atom pairs. The structure of Fe(CO)4
is not considered during this fitting. Instead, when calculating the simulated APDF,
the contribution of Fe(CO)y is represented by the average of the experimental APDF|,
between 0.8ps and 1.5ps.

In the equatorial direction, four parameters are introduced: the equatorial Fe-C
bond length of Fe(CO)s, and the vibration strengths of equatorial Fe-C, equatorial-
equatorial C-O, and equatorial-equatorial C-C atom pairs. The dissociation ratio
is manually set to 0, reflecting the absence of equatorial dissociation in the pre-
dissociation area.

In each fitting iteration, Focpi(r) represents either APDF | or APDF | at a specific
time point, and Fg, (r) is its corresponding APDF generated by the model described
above and Eqn. 13.

The general fitting results, compared with experimental data, are presented in Fig.
1. Additionally, Fig. 2 illustrates the relationship between fitness and the number of
generations across multiple fitting processes. The results confirm that the number of
generations is sufficient for the algorithm to achieve convergence.
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Fig. 1 Genetic fitting results and corresponding experimental data.
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Fig. 2 Fitness and the number of generations across multiple fitting processes.

10 Pump pulse energy scan

We obtained difference diffraction patterns at 9 different pump pulse intensities. In
Fig. 3, we show their pump pulse energy-dependent integrated signal intensity in a
momentum transfer range between 1.0A~1 and 2.0A~!. The graph shows a clear linear
feature within 140uJ pump pulse energy. For our time-dependent experiments, we kept
the pump pulse energy at 30uJ.
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Fig. 3 Results of a pump pulse intensity scan. Error bars represent a 68 % confidence interval
obtained from bootstrap analysis. The red dot represents the pump energy used in the experiment.



11 Rotational dephasing simulation of Fe(CO)s

The averaged atom pair orientation < cos?(€2(¢)) > [10] evolution over time at 300K
and 50K is shown in Fig.4. € represents the angle between the atom pair and laser
polarization in a single molecule, and ’<>’ represents ensemble average. < cos?(Q2) >=
1 corresponds to an ideally aligned ensemble with a cos? distribution. However, thermal
rotational excitation of the molecules in the ensemble causes this coherent alignment
to dephase. The dephasing rate depends on the temperature, and the molecules are
cooled through supersonic expansion during the sample delivery process. For this
analysis, we use approximate upper and lower temperature limits: 300K, representing
ambient temperature, and 50K, based on the rotational temperature of Ny measured
using UED([11]. As shown in Fig. 4B, even at the upper temperature limit, anisotropy
remains significant until around 0.8ps. However, in Fig.4 of the main text, anisotropy
begins to vanish at 0.3 ps. This discrepancy indicates that the loss of anisotropy is
primarily due to the molecule’s intrinsic distortion rather than rotational dephasing.
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Fig. 4 The simulated averaged atom pair orientation < cos?(£2) > evolution over time at 300K(A)
and 50K(B).The anisotropy remains significant in between 0.3 and 0.8ps(time window of main text’s
Fig.4) at both temperatures.



12 Comparison of UED and UXS Studies on
Fe(CO); Photodissociation Dynamics

A recent ultrafast X-ray scattering (UXS) study on this system, using pump light with
the same central wavelength, was published on ChemRxiv([12]. However, it arrived
at conclusions notably different from those of this study, particularly regarding the
absence of a pre-dissociation region. One key experimental distinction between these
methods is the upper limit of the detection range in reciprocal space, which is 4.34A 1
in UXS and 10.26A~! in UED.

Figures 5A and B show the isotropic diffraction intensity difference measured in
UXS and UED, respectively. The dashed green lines separate various diffraction peaks
observed at long time delays (e.g., 1 ps) within the 4A~1 range. While the abso-
lute intensities of these peaks differ due to the intrinsic nature of the techniques
or differences in data analysis processes, the peak positions at long time delays are
nearly identical between the two methods, indicating that both are probing the same
dynamics in this regime.

However, at short time delays in the UED experiment (corresponding to the pre-
dissociation period, -100-250fs, as discussed in this study), no significant signal is
observed within the 4.34A~! range. Instead, the primary signals are located around
6 ~ 9A~1 (highlighted by the dashed black box in Fig.5B), which lies outside the Q
range of UXS. Consequently, this particular UXS study cannot effectively resolve the
subtle pre-dissociation signals within its Q range. This originates from the nature of
diffraction experiments: large bond length changes (such as dissociation) appears in
the small g region, while small bond length changes (such as vibration) appears in the
large q region.

10
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Fig. 5 A, Experimental scattering difference curves for the isotropic scattering component of UXS,
directly adapted from Fig. S1 of [12]. B, Isotropic component of the experimental scattering difference
in UED (Bo(s,t) in Eqn.7). The two graphs are aligned at the positions of 2A~1 and 4A~1. The
dashed green lines mark the boundaries of the UED peaks within the 4A~! range. The dashed black
box highlights the main UED signal observed between -100fs and 250fs.

13 The character of incoherent bond vibration

First, we assume that the bond vibration observed here is a harmonic vibration.
According to previous AIMD simulation results[13], the vibration period of the axial
Fe—C bond is approximately 70fs. However, the temporal resolution of our experiment
is roughly 150fs, which is significantly longer than the vibration period. Thus, we can
infer that the observed signal represents incoherent bond vibrations.

To illustrate this, we use the -0.1 ps time point as an example. Fig.6A shows
a schematic APDF) of the axial Fe-C bond in Fe(CO)s, vibrating with the same
amplitude as at the -0.1 ps time point and with infinitely short temporal resolution.
It is evident that the peaks oscillate with a period of 70 fs. Fig. 6B demonstrates the
effect of temporal smoothing applied to Fig.6A using a Gaussian kernel with a FWHM
of 150 fs to simulate the experimental temporal resolution. The smoothed result does
not exhibit any distinct vibrational character but instead displays a weak negative
peak around 1.83 A, flanked by two weak positive peaks.

This feature arises because, in an ensemble of incoherent vibrating molecules, the
vibrations reduce the number of bonds exactly at the equilibrium length. This reduc-
tion is redistributed to bond lengths slightly longer and shorter than the equilibrium
length, resulting in the observed ”positive-negative-positive” sandwich-like pattern.
This characteristic is also evident in the pre-dissociation process observed in the
experiment.

11
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Fig. 6 A, schematic APDF) of the vibration of axial Fe-C bond in Fe(CO)s, with infinitely short
temporal resolution. B, the temporal smooth of A using a Gaussian kernel with a FWHM of 150 fs
to simulate the experimental temporal resolution.

Fig.7 compares the smoothed scheme (a slice from Fig.6B), the experimental data
at -0.1ps, the corresponding fitting result, and a structure without vibration where the
axial Fe-C bond is stretched by 0.05A. Firstly, the three vibration-based structures
show excellent agreement, particularly around 1.83A. The smoothed scheme slightly
differs from the other two, which is due to the equation used for fitting (Eqn. 13)
being a first-order approximation of the exact solution (Eqn. 12). However, this level
of precision is sufficient to identify the presence of vibrations in the experimental data
and to distinguish between strong vibrations and simple bond stretching.

40 - —— smoothed scheme
— expt
— fitting result

20 no vib, Rax = 1.88A

—-20 1
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2 3 4 5 6
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Fig. 7 The APDF|| comparison includes the smoothed scheme (a slice from Fig.6B), the experimen-
tal data at -0.1ps, the corresponding fitting result, and a structure without vibration where the axial
Fe~C bond is stretched by 0.05A. The three vibration-based structures exhibit excellent agreement,
while the stretched structure shows a significantly different peak position, clearly distinguishing it
from the vibration-based features.
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