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Morita—Baylis—Hillman carbonates 1a—1c, 1f, 1jl1al; 1d—1el'®!; 1g, 1h, 1l were synthesized following the previous work in the
literature. The spectral data of the substrates were consisted with that reported in the literature.

[1] (a) Chen, Z. C.; Chen, P.; Chen, Z.; Ouyang, Q.; Liang, H. P.; Du, W.; Chen, Y. C. Org. Lett. 2018, 20, 6279-6283. (b) Zhan, G.; Shi, M. L.; He, Q.; Lin, W. J.; Ouyang, Q.;
Du, W.; Chen, Y. C. Angew. Chem. Int. Ed. 2016, 55, 2147-2151. (c) Fan, X.; Yang, H.; Shi, M. Adv. Syn. Catal. 2017, 359, 49-57.
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Lusianthridin (1)3

After two vacuum/nitrogen cycles to replace air inside the reaction tube, a solution of the compound 20 (118.0 mmol, 1.0 equiv)
and 10% Pd/C (5.0 g) in MeOH (50 mL) was vigorously stirred at room temperature under 1 atm of hydrogen for 12 h. Upon full
consumption of 20, the mixture was filtered by Celite, and the filtrate was concentrated in vacuo and redissolved in DCM, which

was stirred and added with n-hexane to afford white precipitate. Then, the precipitate was filtered to obtain lusianthridin (20 g,
73%) as a white solid.

IH NMR (600 MHz, CD,OD): & 8.19-8.11 (m, 1H), 6.66-6.56 (m, 2H), 6.33 (s, 2H), 3.75 (s, 3H), 2.74-2.60 (M, 4H).

13C NMR (150 MHz, CD,0D): 3 159.8, 156.4, 156.0, 141.8, 140.3, 130.1, 126.5, 116.2, 115. 0, 113.6, 106.0, 101.4, 55.5, 31.9,
31.2.

HRMS (ESI): m/z [M+H]® calcd for C,H,:0,®: 243.1016; found: 243.1017.
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Eluent: PE/EA (7:1 to 2:1) , white solid, 43 mg, 88% vyield;
Mp: 190-192 °C; >20:1 dr; [a]®, = +47.8 (c 1.0, CHCI,) for
90% ee; *H NMR (600 MHz, CDCl,): § 7.85 (d, J = 8.2 Hz,
2H), 7.58 (t, J = 7.5 Hz, 1H), 7.53 (d, J = 7.0 Hz, 2H), 7.40-
7.30 (m, 7H), 7.26-7.23 (m, 1H), 7.02 (t, J = 7.6 Hz, 1H), 6.73
(d,J=7.7Hz, 1H), 4.97 (d, J = 2.7 Hz, 1H), 3.60 (s, 3H), 3.18
(s, 3H); BC NMR (150 MHz, CDCl,): § 195.1, 193.5, 176.3,
162.6, 148.6, 144.9, 138.4, 135.9, 1354, 131.5, 130.5, 129.7,
129.1, 129.0, 128.6, 128.5, 127.0, 125.9, 123.4, 108.3, 77.3,
68.1, 61.6, 52.1, 26.8; IR (KBr) v (cm?): 3057, 1718, 1610,
1371, 1238, 1089, 754, 507; HRMS (ESI): m/z [M+H]® calcd
for C,,H,N,0,S®: 4951373, found: 495.1364; HPLC:
Chiralpak 1A-3 (150 mm), 'PrOH/hexane = 40/60, 0.5 mL/min,
detected at 254 nm; Retention time: 8.31 min (major), 7.54
min (minor).
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Due to the distinct presence of rotameric isomers, the 'H

NMR and 33C NMR seemed complex, so we did not designate
the data, but attached the spectrum behind.
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Chiral DMAP-type catalyst C4 and DMAP-thiourea catalyst
C5 were prepared following the literature procedurell.
Catalysts C1—C3, C6—C8, C11—-C13 were purchased from
Daicel Chiral Technologies (China) Co., Ltd.

[1] Zhan, G.; Shi, M. L.; He, Q.; Lin, W. J.; Ouyang, Q.; Du, W.; Chen, Y. C. Angew.
Chem. Int. Ed. 2016, 55, 2147-2151.
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vV XY PR R Y EERHIHANEC NMRIEFIAE X 4% (Fit, Pit) pYIEE, IRIEE

iR, MEERE: SUE—RRS mgAEHR, NiE8id10 mg.

v EETRMEM T SBURBREMRIRCENANEITRE(). BRPHOERER, MAEERWE

/AR, #BAR#HIERE, B, B3, BEERIYSIAN. EELEEE: MestReNova-12.0.0,
> Gi— LSRR TR BBIE AR, WIS k. J. Org. Chem., 1997, 62, 7513, (B4, & {5AARIRS, EF77.26 ppm)
> EE SIS BB S AN BRI, REE: SIEREHAIE, BERE A

> S AMRBIENERTET0%; Bik-aYaSEnEETET50%
AR R S5 SR Sl
SR EMTTHE, IR TR TS

— B IR L
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FEWERESIERAR X E RS
S RNMREZ:, BFE&KNMUFENTZTERE:
-1~ 9 ppmATFIHAE (I REEHE gEH LR M 9-14 ppm)

-10 ~ 190 ppm A FL3CH i
> B &L B H NMRA I ER B IEH TR 9
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We would like to retract this Communication following

the discovery that some of the NMR spectra and the
PLC charts were manipulated or fabricated. (1) The 'H and
C NMR spectra for (S)-2-(2-hydroxypropyl)pyridine [(S)-
4a] are those of a different compound (S67, $68). (2) The 'H
NMR spectra of (R)-4g and (R)-4h seem to be fabricated
(879, S81). The baseline is too smooth and irregular. In the
former, no CHCI, signal is visible, and the scale is irregular
(0—1 ppm is narrower than the other area). (3) There are
traces for piecing of spectra in the 'H NMR spectrum of
benzoxazole (R)-4p (S97). In addition, the signal pattern
between 3 and 6 ppm is almost identical to that of
benzothiazole (R)-40 (895). (4) The HPLC chart for (R)-4f
(91% ee) has wrong values (8.8 and 9.0 instead of 19.5 and
20.0) in the right edge of the scale (S48). (5) The HPLC chart
of (R)-4p (90% ee) has a wrong value (38 instead of 30) in the
scale (S58). These issues undermine our confidence in the
integrity of the study as a whole. We regret any confusion and
apologize to the scientific community.
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Qualitative Analysis Report

Data Filename mms-03-13.d Sample Name mms-03-13

Sample Type Sample Position P1-D3

Instrument Name Instrument 1 User Name DESKTOP-GHT18FV\Testers

Acq Method 20180608 ESItest-pos.m Acquired Time  9/10/2019 10:53:35 AM (UTC+08:00)
IRM Calibration Status S oA Method LQH-20190425.m

Comment

vV ATHWES TN, LAREHLEIH o e et 307011550
HRMS¥i#E, REFES ppmEAA, 2T R SO e 0

SP1)
R BIEREE0.4% AN Gt 8 il 8
= - Spectra
r ﬁ'agmlnltzo‘; Voltage Co!lmog Energy xomm;;- Mode
BFERES|, RESSHEIRAT, o

518.13256 -0.66 ppm

A Y N N 8 (IC28 H21 N3 OW_
v REERAT, RESHTILARAZTHRMS/ , \
TTES . : “

([C36 H21 CI N O)+Na)+

L

0 505 510 515 520 525 530 535 540 545
Counts vs. Mass-to-Charge (m/z)

Peak List

m/z z [Abund Formula Ton

172.0946 1 |43921.11 C6 H15 NO3 (M+Na)+

360.3239 1 |134517.89 |C22H43NO (M+Na )+

409.1622 1 4426143 C22 H26 06 (M+Na)+

496.1504 1 191504.73 C28 H21 N3 06 (M+H)+

518.1325 1 [861556.02  |C28 H21 N3 06 (M+Na)+

519.1361 1 [263425.57  |C28 H21 N3 06 (M+Na)+

520.1383 1 |48144.28 C28 H21 N3 06 (M+Na)+

616.1323 1 |43440.24 C31 H17 N10 04 (M-+Na)+

782.2837 1 [63735.04 C32 H43 N7 016 (M+H)+

1013.2747 1 (4713097

-= End Of Report -~
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v HPLC: #&MiKZ4<205, 230\ 254 nm, melEE5@EKTF100 .. /hF1000, LAERIE100A&1E.

v’ HBERE AR AN T A IR EE BT 1) IEfHZ<0.5 min (AT % FRABIFEZRF M mAEER mZELE
R, FEFEER) .

v SNEIEST ISR ERTF, FROEFR50: 50 (49: 51) ; FUEHBASERRES, THEHKEYE
"FT %Zl?}ﬁ'f imo

v BESIELEEEREREST A REFLMN. BEAERIE.
v XHHEER: WYH-01-01-ASY-1C-90-10-0.5; WYH-01-02-RAC-1C-90-10-0.5,

mAU < mAU|
5 1

400

/ A\ o

S N VA N — 0+ — A - A —
Peak RetTime Type Width Area Height Area Peak RetTime Type Width Area Height Area
#  [min] [min]  [mAU*s] [mAU] % # [min] [min]  [mAU*s] [mAU] %
-l L. |---neooee |---nooee |--neeeee I RECRE R P R e |-emnmnee |
1 8.249 VB R ©.1787 5930.78703 485.18818 49.8658 1 8.285 BB 9.1803 608.28766 49.36015 7.1811

2 10.667 BB 9.2396 5962.62842 365.86171 50.1342 2 10.706 VB R ©.2401 7862.40332 477.94877 92.8189
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v BEEFEFEMH Y IIREEEEIELE
[a ]20_(100X0L)/(L><C)

Hrph: o ANERERC); BRKELESK; iKECcRE9/100 mL; DRFATMEMNIESEKAMEN D (KA 589nm);
20 /RAMERE R 20 °C. BUGET: &7, BEz; BIUKEL0 (B0 mg/mL) o #4l: [a]f’=+100 (c 1.9, CHCI,).

VAN E—HEYEAREBR T EEMERNIE TR, MLUMIRESEFEACEMILRIEt, YIRERTI - ERAYER.

Rudolph Research Analytical

This sample was measured on an Autopol IV, Serial #83493
Manufactured by Rudolph Research Analytical, Hackettstown, NJ, USA.

Method Name : Sp. Rot._20
Lot ID : wyh_04_09
Set Temperature : 20.0

Time Delay : 5

Delay between Measurement : Disabled

S.No Sample ID Time Result Scale OR °Arc WLG.nm  Lg.mm Temp.
1 wyh_04_09 10:03:43 47.40 SR 0.237 589 100.00 19.9

2 wyh_04_09 10:03:49 47.40 SR 0.237 589 100.00 19.8

3 wyh_04_09 10:03:55 47.20 SR 0.236 589 100.00 19.8
4 wyh_04_09 10:04:00 47.40 SR 0.237 589 100.00 19.8
5 wyh_04_09 10:04:06 47.40 SR 0.237 589 100.00 19.8

C=0.5 CHCI3

FRARIREE RN 5T

vV NEFYEE2N 2N A EFEFOH, NEIENZERIEEE. RNGFEIMREE. XiEHkFEss
ORRRY, ZEAAIERE. 10
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0 ALERT level A = Most likely a serious problem - resolve or explain

ﬁ \ ) 0 = A potentially serious problem, consider carefully
\\7 6 ALERT level C = Check. Ensure it is not caused by an omission or oversight

19 ALERT level G = General information/check it is not something unexpected

Y checkcif207095 .
SO ERG o 8-3a Checkciffg & Fh T AR 52
cif3Z checkciffR &

v EELER L& The Cambridge Crystallographic Data Centre (CCDC)
[ https://www.ccdc.cam.ac.uk/deposit/] , F3REXCCDCS

v FUEUESMIUNELSRE>99% eef BERTEXWELNE ; FHeelEiAAE>09%, A TREAEMIK, B
MINSEL TR M R F RN, BITHPLCHEee{E>99%, MWAIIEH. HPLCIEE (ShERE. AITFR)
%Eo
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Compounp CHaARACTERIZATION CHeckLIST (3CER)
Manuscript ID 57-2022-LQH
1 1ldil Ul uul‘ First Author AEEREI
g A Naturally Inspired Catalytic Asymmetric Rearrangement of
COMPOUND CHARACTERIZATION CHECKLIST = |Cyclopropyicarbinyl Cation
TO DISPLAY INSTRUCTIONS: Double-click HERE (Formula Bar must be visible: Select View>Formula Bar) TO CLOSE: Enter/Return
COMPOUND IDENTITY PURITY o A & | AUTHOR REMARKS
X
S \00)
S \@@
> (& AN g & <
& X S & © NI Q ()
N ¥ N O & o0 S & e o ¢
$ & & ¥ & & & & & &
S L o & R d\CQ'O? o RN
SAAN & & & RS V& o W S
Compound, & 2 A @@ RORY &(g N X & SN
structure, or ,0&\6 »> ¢ & N FF L & ,\'\}2\ \c‘,& & & & S (\e}q (*Sli=
table-entry 9 o$° N \\é\o $® N <<® \?SJ(’ ,.\\(,’3 N Q;\\ QAO Q\\o & (Q@(\ <\e6\ < »7 Supporting
number F T ORI PEPERETE g ST 7 @ < Information)
3al X X | X X X | X|X|X X | X|X v
3b X X X v
3c-TS| X X | X | X 4
¢
12
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- IS E AR EEEE:

FREVSEWRIMIZIIAX, ABRERENIRE, THFARTIER, ETERIEET;
ER#BRICH, NEEWRK, BREH, ARNFERAERKLIE;
ERECHLEI, NEFHR, HEHmAETEENTE. El;
ERSEZRRKRERA, NZRCERAKL; REFTKGE, FEMNERERET;
X FSc i PR R ECHI I =M BN BARE GRFI2 AR, BCHIBEA. BCRIAS) ;
SRR AR FRNXT AT R ERN AL E ;

e POt AR &R, MRIRBERERERNTE, HEEIL.

SKWAERE, KENEIE S E MR B RVIRTIFEM

SRERIE, REEIURGEIE. QBRE. JHCRESEIN. [HRER.
13
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W iR A0 20 A R T A LA S AL I SER MR (Western Bolty B8 HZFE53H73F)

T BEYLIN E X BARHEEFMICRLWIRE, FEESSIRAISEFE;
T EAYHFELMEES VAR SERSE;

FEME T SR VAR 2-3N KBTI, Hhikd BHIELEME>50%8 9 FRIHITETH;
E—XLBRELEEHERE, FNREZEL2E87, ATRTAE;

FTBI1C, By ZEEC, BB M A SDIE;

3 El—IRE A E M H BB R A TS —, WGraphpad prism 8.3.0;

LI FER MR AT REIF MMM EEE R LN IERA £ (BIENER/ERS) ;
FTERGHIEE LA FaHENAE.

BN RATRE— NP+ EZIRRIELE.

10. §— MY AR T R(ER R, LUEBIR.

© © N o O ~ w Dh ke

14
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Welcome to GraphPad Prism

Column
Grouped
Contingency
Survival

Parts of whole

M xl ’\1 | T E;I i
nutes Caniral reated }

1| Title
2 | Tite
3 | T

X A1 | A2 | AV | BiY1 | BIY2 | B3 i

Minute

Data table:

[ OEnter or import data into a new table ]

() start with sample data to follow a tutorial

Options:

XY tables: Each point is defined by an X and Y coordinate

@ Learn more

X: © numbers

Open a file

LabArchives

Clone a graph

Graph portfolio

Prism Tips

T TIOMBETE VIRh eTror valles 1o plot Norizontal errar bars
() Dates

() Elapsed times

Y: (:", Enter and plot a single ¥ value for each point

(\Eoter 2 = liemto i le e i cide Lo il b

¥

ter and plot error values already calculated elsewhere

Enter: Mean, 5D, N v

Cancel

reate

Parameters: Nonlinear Regression

& N
Rt

Model Method Compare Constrain Initial values Range Output Confidence Diagnostics Flag

Choose an equation

= Recently used
log(inhibitor) vs. response -- Variable slope (four parameters)
User-defined equations
Standard curves to interpolate
Dose-response - Stimulation
B

log(inhibitor) vs. response (three parameters)

New -~

log(inhibitor) vs. response -- Variable slope (four parameters)

log(inhibitor) vs. normalized response -- Variable slope

[Inhibitar] vs.
[Inhibitar] vs.
[Inhibitor] vs.
[Inhibitor] vs.

response (three parameters)

response -- Variable slope (four parameters)
normalized response

normalized response -- Variable slope

Dose-response - Spedial, X is concentration
Dose-response - Special, X is log(concentration)
Binding - Saturation

Binding - Competitive

Binding - Kinetics

Enzyme kinetics - Inhibition

Enzyme kinetics - Velocity as a function of substrate

Dose-response - Inhibition

o Learn about this family of equations

Interpolate

C]Interpolate unknowns from standard curve. Confidence interval:  Mone

Learn

Cancel oK
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B EMHEEEEE:
1. HERIGEIE+EIBHIE (Excels3CH)

SDE&Z: stdev.p

AL H HA I
i —
S (¥ aU4nRa)
Cone. (pM) IR-1 IR-2 Log10(Cone.) Mean SD IC50=0.16 * 0.002uM
00.65 00.09 0.30 00.37 0.28 1304
09.00 08.68 0.00 08.84 0.16 R R N
| 04.72 04.52 -0.30 04.62 0.10 ‘--‘-:1[|[|- KEL;
| 74.72 74.61 -0.60 74.66 0.05 g R
| 45.27 43.77 -0.90 44.52 0.75 2 5.
D.06 28.54 22.88 -1.20 25.71 2.83 -
.0 17.85 13.04 -1.51 15.45 2.41 0 . | .
).0156 9.69 10.08 .1.81 10,34 0.65 20 45 A0 . 05
ICs 0.16 0.16 / 0.16 0,00 Log [C] KM

SUERRTRE IJ/J\*SZ,“J:WLL
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£,
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& N LetgErg

R @l ¥i b 2 Wi 5 i

Iz E+L &Y% (Word3Z )

7RSS HHR
T 1. ALEWALE XXOHREE T /40 i di i) 2290 5 (%)
WS 1 (uM) WS 2 (M)
Compounds
IR1(%) IR2(%) IR1(%) IR2(%)
TR 58.5 56.1 34.7 41.3
5 2 89.3 88.4 53.5 53.9
% 2. LA POHE /20 A ICso BRI S
1 p/ 40 i 44
Compounds L ICso + SD (uM)
R; T N
7 3 - jﬁ;Lj 0.75 = 0.04

i EEIELASRSAZZULE

e R Sk
L LS /A1 L0 1) ICso Hh 2R 15

%i'sS (Rl =/ i)
IC5=0.75%0.04 yM

Inhibition %

Log [C] pM

IC5 M EICR (45192K)

17
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B BEEPHLHISSIEM, AWestern Bolt. EEEY HEFESHTE
1. HFEEAFWER+ILIGRIERTE (word230) ;

2. FRIBRBEERITEES LR (a: K HA-SSWIERAHS).

1. g P S ik 5

FEE XS (DS ) X P80/ 0 R A7 i ] 4 M T 7
HAEBAE PRI T -
PG A5 R FE s -

S (Y £2/40 J)

- S5min (ICsq >10 pM)
= 15 min (ICsg = 4.08 pM)
=+ 30 min (ICsy = 1.52 pM)
-+ 45 min {ICey = 0.83 pM)
— 60 min (ICsy = 0.45 pM)
- 90 min {ICey = 0.45 pM)
@ 120 min (ICgy = 0.42 pM)

Residual activity

-1.0 0.5 0.0 0.5

.0 1.5
Log [C] M
S o LA T -
Sy o2k gl

18
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EEERR RS ST WordFIPAfEE F AR
ADE = SIDBOT6 T 2021 EEHIE A FR R0 docx doc 58500KB 2021-07-11 | EPEAJIEN:
A05  SID7511 ER 2021 EIL SR, S0 pf pdf 21648 KB 2021-06-23 | 20XX/ERN(EIE) LHRE-HR-EE
AD4  SIDT7435  iSEAIE 2021 S EFiE AN 0 ST pot pdf 14401KB 2021-06-22
— L EEVE SR
o AN V1 V] V] V] Fi I [] [] V]
[CR=YEE % B3 SID7435  15EAIR 0BT t 23942KB 2021-06-04
i e o s - BT SRR PP T ot PP
COXXRREMTIHAE MR WESPPT | 0, sp7300 2021 BT SRR T oot ppt 23017 KB 2021-06-02
B01 SD7387 IR 021 ST A TR SV EEPPT pptx ppt 71093KB 2021-06-02
anmaz il sewEm | MR A
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=Y ‘
D01 = SID7837 S8R 2021 B FIE A SIAIR- T AEE. dock doc 16874 KB 2021-07-02 20X X [N (E18) TR R E- = - TRk
sk EENVEHR
BInFINE:
Tiemmmmeeong s sug) B | 4 4 4 4 = - - 4
- .
GRS E02 = SID 8240 = i EfEar
s o - s ? BREER 2021 Elt 4SRN EEE=rEE pdf pdf 253KB 2021-07-19
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HO4 — SID 8080 EERIGE TERANE-202 1-0L-Fee M3+ 2R S 2= R S doox doc  416KB 2021-07-12 TR -20XX-HFTIARS - TS - E L SR R B
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